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1

Advances in Electronic Structure Methods
for Defects and Impurities in Solids

Chris G. Van de Walle and Anderson Janotti

1.1
Introduction

First-principles studies of point defects and impurities in semiconductors, insulators,
and metals have become an integral part of materials research over the last few
decades [1-3]. Point defects and impurities often have decisive effects on materials
properties. A prime example is doping of semiconductors: the addition of minute
amounts (often at the ppm level) of donor or acceptor impurities renders the material
ntype or p type, enabling the functionality of electronic or optoelectronic devices [4, 5].
Control of doping is therefore essential, and all too often eludes experimental efforts.
Sometimes high doping levels required for low-resistivity transport are limited by
compensation effects; such compensation can be due to point defects that form
spontaneously at high doping. In other cases, unintentional doping occurs. For
instance, many oxides exhibitunintentional n-type doping, which dueto its prevalence
has often been attributed to intrinsic causes, i.e., to native point defects. Recent
evidence indicates, however, that the concentration of native point defects may be
lower than has conventionally been assumed, and that, instead, unintentional
incorporation of impurities may cause the observed conductivity [6]. Last but not
least, many materials resistattempts atambipolar doping, i.e., they can be easily doped
one type but not the other. Again, the oxides (or more generally, wide-band-gap
semiconductors) that exhibit unintentional n-type doping often cannot be doped
p-type. The question then is whether thisis due to an intrinsic limitation that cannot be
avoided, or whether specific doping techniques might be successful.

Aside from the issue of doping, the study of point defects is important because they
are involved in the diffusion processes and act to mediate mass transport, hence
contributing to equilibration during growth, and to diffusion of dopants or other
impurities during growth or annealing [7-9]. In addition, an understanding of point
defects is essential for characterizing or suppressing radiation damage, and
for analyzing device degradation.

Experimental characterization techniques are available, but they are often limited
in their application [10-12]. Impurity concentrations can be determined using
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secondary ion mass spectrometry (SIMS), but some impurities (such as hydrogen)
are hard to detect in low concentrations. Point-defect concentrations are even harder
to determine. Electron paramagnetic resonance is an excellent tool that can provide
detailed information about concentrations, chemical identity, and lattice environ-
ment of a defect or impurity, butitis a technique that requires dedicated expertise and
possibly for that reason has few practitioners [12]. Other tools, such as Hall
measurements or photoluminescence, can provide information about the effect of
point defects or impurities on electrical or optical properties, but cannot by them-
selves identify their nature or character. For all these reasons, the availability of first-
principles calculations that can accurately address atomic and electronic structure of
defects and impurities has had a great impact on the field.

Obviously, to make the information obtained from such calculations truly useful,
the results should be as reliable and accurate as possible. Density functional theory
(DFT) [13, 14] has proven its value as an immensely powerful technique for assessing
the structural properties of defects [1]. (In the remainder of this article, we will use
the term “defects” to generically cover both native point defects and impurities.)
Minimization of the total energy as a function of atomic positions yields the stable
structure, including all relaxations of the host atoms, and most functionals
[including the still most widely used local density approximation (LDA)] all yield
results within reasonable error bars [15]. Quite frequently, however, information
about electronic structure is required, i.e., the position of defect levels that are
introduced in the band gap of semiconductors or insulators. Since DFT in the LDA or
generalized gradient approximation (GGA) severely underestimates the gap, the
position of defect levels is subject to large error bars and cannot be directly compared
with experiment [16-18]. In turn, this affects the calculated formation energy of the
defect, which determines its concentration. This effect on the energy is still not
generally appreciated, since it is often assumed that the formation energy is a
ground-state property for which DFT should give reliable results. However, in the
presence of gap levels that can be filled with varying numbers of electrons
(corresponding to the charge state of the defect), the formation energy becomes
subject to the same type of errors that would occur when trying to assess excitation
energies based on total energy calculations with N or N + 1 electrons. Recently,
major progress has been made in overcoming these inaccuracies, and the
approaches for doing so will be discussed in Section 1.2.

Another type of error that may occur in defect calculations is related to the
geometry in which the calculations are performed. Typically, one wishes to address
the dilute limit in which the defect concentration is low and defect-defect interac-
tions are negligible. Green’s functions calculations would in principle be ideal, butin
practice have proven quite cumbersome and difficult to implement. Another
approach would be to use clusters, but surface effects are almost impossible to
avoid, and quantum confinement effects may obscure electronic structure. Nowa-
days, point defect calculations are almost universally performed using the supercell
geometry, in which the defect is embedded within a certain volume of material which
is periodically repeated. This has the advantage of maintaining overall periodicity,
which is particularly advantageous when using plane-wave basis sets which rely on
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Fast Fourier Transforms to efficiently move between reciprocal- and real-space
representations. The supercells should be large enough to minimize interactions
between defects in neighboring supercells. This is relatively straightforward to
accomplish for neutral defects, but due to the long-range nature of the Coulomb
interaction, interactions between charged defects are almost impossible to eliminate.
This problem was recognized some time ago, and a correction was suggested based
on a Madelung-type interaction energy [19]. It had been observed, however, that in
many cases the correction was unreliable or “overcorrected,” making the result less
accurate than the bare values [20]. Recently, an approach based on a rigorous
treatment of the electrostatic problem has been developed that outlines the condi-
tions of validity of certain approximations and provides explicit expression for the
quantities to be evaluated [21]. Issues relating to supercell-size convergence are
addressed in detail in the article by Freysoldt et al. [22] in this volume.

We note that it is not the intent of the present paper to provide a comprehensive
review of the entirety of this large and growing field. Rather, we attempt to introduce
the main concepts of present-day defect calculations illustrated with a few select
examples, and do not aspire to cover the countless important contributions to the field
by many different research groups.

1.2
Formalism and Computational Approach

The key quantities that characterize a defect in a semiconductor are its concentration
and the position of the transition levels (or ionization energies) with respect to the
band edges of the host material. Defects that occur in low concentrations will have a
negligible impact on the properties of the material. Only those defects whose
concentration exceeds a certain threshold will have observable effects. The position
of the defect transition levels with respect to the host band edges determines the
effects on the electrical and optical properties of the host. Defect formation energies
and transition levels can be determined entirely from first principles [1], without
resorting to any experimental data for the system under consideration.

1.2.1
Defect Formation Energies and Concentrations

In the dilute limit, the concentration of a defect is determined by the formation
energy E' through a Boltzmann expression:

¢ = Nyresexp(—Ef /—E kg T). (1.1)

Niites is the number of sites (including the symmetry-equivalent local configura-
tions) on which the defect can be incorporated, kg is the Boltzmann constant, and T
the temperature. Note that this expression assumes thermodynamic equilibrium.
While defects could also occur in nonequilibrium concentrations, in practice most of
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the existing bulk and epitaxial film growth techniques operate close to equilibrium
conditions. Equilibration of defects is actually unavoidable if the diffusion barriers
are low enough to allow easy diffusion at the temperatures of interest. In addition,
even if kinetic barriers would be present, Eq. (1.1) is still relevant because obviously
defects with a high formation energy are less likely to form.

Defect formation energies can be written as differences in total energies, and these
can be obtained from first principles, i.e., without resorting to experimental para-
meters. The dependence on the chemical potentials (atomic reservoirs) and on the
position of the Fermi level in the case of charged defects is explicitly taken into
account [1, 5]. This is illustrated here with the specific example of an oxygen vacancy
ina 2+ charge state in ZnO. The formation energy of V3" is given by:

Ef(VET) = Et(VE') = Et(ZnO) + ug + 2, (1.2)

where Ei,(V3) is the total energy of the supercell containing the defect, and ot (ZnO)
is the total energy of the ZnO perfect crystal in the same supercell. Eg is the energy of
the reservoir with which electrons are exchanged, i.e., the Fermilevel. The O atom that
isremoved is placed in a reservoir, the energy of which is given by the oxygen chemical
potential uo. Note that ug is a variable, corresponding to the notion that ZnO can in
principle be grown or annealed under O-rich, O-poor, or any other condition in
between. It is subject to an upper bound given by the energy of an O atom in an O,
molecule. Similarly, the zinc chemical potential uz,, is subject to an upper bound given
by the energy of a Zn atom in bulk Zn. The sum of uo and pz, corresponds to the
energy of ZnO, which is the stability condition of ZnO. An upper bound on iz, given
by the energy of bulk Zn, therefore leads to a lower bound on o, and vice versa. The
chemical potentials thus vary over a range given by the formation enthalpy of the
material being considered. Formation enthalpies are generally well described by first-
principles calculations. For instance, the calculated formation enthalpy of —3.50 eV
for ZnO [8] is in a good agreement with the experimental value of —3.60eV [23].

Note thatitis, in principle, the free energy that determines the defect concentration,
and one should in principle take into account vibrational entropy contributions in
Eq. (1.1). Such contributions are usually small, on the order of a few kg, and there is
often a significant cancellation between vibrational contributions in the solid and in
the reservoir [1]. Inrare instances, inclusion of vibration entropy has a distinct impact
on which configuration is most stable for a given defect or impurity [24], but it hardly
ever has a significant effect on the overall concentration. The reader is referred to
Ref. [1] for a detailed discussion on the calculation of defect formation energies from
first principles.

1.2.2
Transition Levels or lonization Energies

Defects in semiconductors and insulators can occur in different charge states. For
each position of the Fermi level, one particular charge state has the lowest energy for a
given defect. The Fermi-level positions at which the lowest-energy charge state
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changes are called transition levels or ionization energies. The transition levels are
thus determined by formation energy differences:

Ef(DY; Er = 0)—Ef(DY'; Ez = 0)

e(q/q) = =

: (1.3)

where Ef(D%; Er = 0) is the formation energy of the defect D in the charge state g for
the Fermi level at the valence-band maximum (Eg = 0). These are thermodynamic
transition levels, i.e., atomic relaxations around the defect are fully included; for
Fermi-level positions below €(g/q’) the defect is stable in charge state g, while for
Fermi-level positions above &(q/q'), the defect is stable charge state 4'. The thermo-
dynamic transition levels are not to be confused with the single-particle Kohn—Sham
states that result from band-structure calculations for a single charge state. They are
also not to be confused with optical transition levels derived, for example, from
luminescence or absorption experiments. In this case, the final state may not be
completely relaxed, and the optical transition levels may significantly differ from the
thermodynamic transition levels, as discussed in Ref. [1].

For a defect to contribute to conductivity, it must be stable in a charge state that is
consistent with the presence of free carriers. For instance, in order to contribute to n-
type conductivity, the defect must be stable in a positive charge state and the transition
level from the positive to the neutral charge state should occur close to or above the
conduction-band minimum (CBM). A defect is a typical shallow donor when the
transition level for a positive to the neutral charge state [e.g., the e(+ /0) level], as
defined based on formation energies, lies above the CBM. In this case, a neutral charge
state in which the electron is localized in the immediate vicinity of the defect cannot be
maintained if the corresponding electronic level is resonant with the conduction band;
instead, the electron will be transferred to extended states, but may still be bound to the
positive core of the defect in a hydrogenic effective-mass state. Similarly, shallow
acceptors are defects in which the transition level from a negative to the neutral charge
state [e.g., the €(—/0) level] is near or below the VBM. If the latter, the hole can be
bound to the negative core of the defect in a hydrogenic effective-mass state [1, 25].

123
Practical Aspects

The total energies in Eq. (1.2) are often evaluated by performing DFT calculations
within the LDA or its semi-local extension, the GGA [26, 27]. Defects are typically
calculated by using a supercell geometry, in which the defectis placed in a cell thatis a
multiple of the primitive cell of the crystal. The supercell is then periodically repeated
in three-dimensional space. The use of supercells also has the advantage that the
underlying band structure of the host remains properly described, and integrations
over the Brillouin zone are replaced by summations over a discrete and relatively
small set of special k-points. Supercell-size corrections for charged defects are
addressed in Refs. [21] and [22]. Convergence with respect to the supercell size,
number of plane waves in the basis set, and the number of special k-points should
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always be checked, to make sure that the quantities that are derived are representative
of the isolated defect.

The number of atoms or electrons in the calculations is limited by the available
computer power. For typical defect calculations, supercells containing 32, 64,128,216,
and 256 atoms are used for materials with the zinc-blende structure, whereas super-
cells containg 32, 48, 72, and 96 atom cells are used for materials in the wurtzite
structure. These fairly large cell sizes call for efficient computational approaches.
Ultrasoft pseudopotential [28-30] and projector-augmented-wave [31] methods to
separate the chemically active valence electrons from the inert core electrons have
provenideal for tackling such large systems. First-principles methods based on plane-
wave basis sets have been implemented in many codes such as the Vienna Ab initio
Simulation Program (VASP) [32—34], ABINIT [35, 36], and Quantum Expresso [37].

1.3
The DFT-LDA/GGA Band-Gap Problem and Possible Approaches to Overcome It

The LDA and the GGA in the DFT are plagued by the problem of large band-gap
errors in semiconductors and insulators, resulting in values that are typically less
than 50% of the experimental values [38—42]. It has often been assumed that the band-
gap problem is not an issue when studying defects in semiconductors, since each
individual calculation for a specific charge state of the defect could be considered to be
a ground-state calculation. However, this notion is not correct, in the same way that
the assumption that LDA calculations could yield reliable total-energy differences
between N-electron versus (N + 1)-electron systems is not correct [16]. Indeed, the
change in the number of electrons elicits the issue of the lack of a discontinuity in the
exchange-correlation potential, which is at the root of the band-gap problem [38-42].
Similarly, the formation energy expressed in Eq. (1.2) involves changes in the
occupation of defect-induced states. In other words, if a specific charge state of a
defect involves occupying a state in the band gap, and the band gap is incorrect in
DFT-LDA/GGA, then the position of the defect state and hence the calculated total
energy will suffer from the same problem [8, 16]. Careful practitioners have always
been aware of this problem and refrained from drawing conclusions that might be
affected by these uncertainties. The problem is exacerbated, of course, in the case of
wide-band-gap semiconductors in which the band-gap errors can be particularly
severe; for example, in ZnO the LDA band gap is only 0.8 eV, compared to an
experimental value of 3.4eV.

In the remainder of this section we address several approaches that have been, or
are being, developed to overcome these problems.

1.3.1
LDA + U for Materials with Semicore States

Many of the wide-band-gap materials of interest have narrow bands, derived from
semicore states, that play an important role in their electronic structure [43]. For
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example, in ZnO narrow bands derived from the Zn 3d states occur at ~8 eV below
the valence-band maximum (VBM) and strongly interact with the top of the valence
band derived from O 2p states. Inclusion of the Zn d states as valence states (as
opposed to treating them as core states) is therefore important for a proper
description of the electronic structure of ZnO, as it affects structural parameters,
band offsets, and deformation potentials [44, 45]. The DFT-LDA/GGA does not
properly describe the energetic position of these narrow bands due to their higher
degree of localization, as compared to the more delocalized s and p bands. One way to
overcome this problem is to use an orbital-dependent potential that adds an extra
Coulomb interaction U for these semicore states, as in the LDA + U (or GGA + U)
approach [46, 47].

In the LDA + U the electrons are separated into localized electrons for which the
Coulomb repulsion U is taken into account via a Hubbard-like term in a model
Hamiltonian, and delocalized or itinerant electrons that are assumed to be well
described by the usual orbital-independent one-electron potential in the LDA.
Although this approach had been developed and applied for materials with partially
filled d bands [46, 47], it has been recently demonstrated that it significantly improves
the description of the electronic structure of materials with completely filled d bands
such as GaN and InN, as well as ZnO and CdO [44, 45].

An important issue in the LDA + U approach is the choice of the parameter U. It
has often been treated as a fitting parameter, with the goal of reproducing either the
experimental band gap or the experimentally observed position of the d states in the
band structure. Neither approach can be justified, because (a) LDA + U cannot be
expected to correct for other shortcomings of DFT-LDA, specifically, the lack of a
discontinuity in the exchange-correlation potential, and (b) experimental observa-
tions of semicore states may include additional (“final state”) effects inherent in
experiments such as photoemission spectroscopy. An approximate but consistent
and unbiased approach has been proposed in which the calculated U for the isolated
atom is divided (screened) by the optical dielectric constant of the solid under
consideration [44]. Tests on a number of systems have shown that applying LDA + U
effectively lowers the energy of the narrow d bands, thus reducing their coupling with
the p states at the VBM; simultaneously, it increases the energy of the s states that
compose the CBM, due to the improved screening by the more strongly bound d
states, leading to further opening of the band gap. Such improvements have been
described in detail in the case of ZnO, CdO, GaN, and InN [44, 45].

One can take advantage of the partial correction of the band gap by the LDA + Uto
study defects. Based on an extrapolation of LDA and LDA + U results, one can obtain
transition levels and formation energies that can be directly compared with experi-
ments. Such extrapolation schemes have been applied in other contexts as well; they
are based on evaluation of defect properties for two different values of the band gap
followed by a linear extrapolation to the experimental gap. A number of empirical
extrapolation approaches were described by Zhang et al. [48], for instance based on
use of different exchange and correlation potentials or different plane-wave cutoffs.
Such extrapolation schemes are most likely to be successful if the calculations that
produce different band gaps are physically motivated, ensuring that the shifts in

7
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Figure 1.1  (online color at: www.pss-b.com)  Zn-rich conditions, and the upper curve O-rich
Formation energy as a function of Fermilevel for  conditions. The position of the transition level
an oxygen vacancy (Vo) in ZnO. (a) Energies €(2+ /0) is also indicated. (c) Charge density of

according to the LDA/LDA + U scheme the VY gap state, which is occupied with two
described in Section 1.3.1. (b) Energies electrons. The isosurface corresponds to 10% of
according to the HSE approach [51]. the maximum.

The lower curve in each plot indicates

defect states that give rise to changes in formation energies reflect the underlying
physics of the system.

An extrapolation based on LDA and LDA + U calculations, as described in Refs. [8]
and [17], has been shown to be particularly suitable for describing defect physics in
materials with semicore d states. The LDA + U produces genuine improvements in
the electronic structure related to the energetics of the semicore states; one of these
effects is an increase in the band gap. The shifts in defect-induced states between
LDA and LDA + U reflect their relative valence- and conduction-band character, and
hence an extrapolation to the experimental gap is expected to produce reliable results.
Such an approach has led to accurate predictions for point defects in ZnO, InN, and
SnO, [8, 49, 50]. Figure 1.1(a) shows the result of this extrapolation scheme for the
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case of oxygen vacancy in ZnO. The success of this approach can be attributed to the
fact that the defect states can in principle be described as a linear combination of host
states, under the assumption that the latter form a complete basis. A defect state in the
gap region will have contributions from both valence-band states and conduction-
band states. The shift in transition levels with respect to the host band edges upon
band-gap correction reflects the valence- versus conduction-band character of the
defect-induced single-particle states. In the case of a shallow donor, the related
transition level is expected to shift with the conduction band, i.e., the variation of the
transition level is almost equal the band gap correction. For a shallow acceptor, the
position of the transition level with respect to the valence band is expected to remain
unchanged.

13.2
Hybrid Functionals

The use of hybrid functionals has been rapidly spreading in the study of defects in
solids. In particular, hybrid functionals have proven reliable for describing the
electronic and structural properties of defects in semiconductors. The method
consists of mixing local (LDA) or semi-local (GGA) exchange potentials with the
non-local Hartree-Fock exchange potential. The correlation potential is still
described by the LDA or GGA. Hybrid functionals have been successful in describing
structural properties and energetics of molecules in quantum chemistry, with
Becke’s three-parameter exchange functional (B3) with the Lee, Yang, and Parr (LYP)
correlation (B3LYP) being the most popular choice [52]. However, the use of B3LYP
for studying defects in solids has been limited due to its shortcomings in describing
metals and narrow-gap semiconductors [53]. This issue is particularly important
since formation enthalpies of metals usually enter the description of the chemical
potential limits in the defect-formation-energy expressions (cf. Eq. (1.2)).

The introduction of a screening length in the exchange potential by Heyd, Scuseria,
and Ernzerhof (HSE) [54, 55] and its implementation in a plane-wave code [56] have
been instrumental in enabling the use of hybrid functionals in the study of defects in
semiconductors. In the HSE the exchange potential is divided in short- and long-
range parts. In the short-range part, the GGA exchange of Perdew, Burke, and
Ernzerhof (PBE) [27] potential is mixed with non-local Hartree—Fock exchange
potential in a ratio of 75/25. The long-range exchange potential as well as the
correlation is described by the PBE functional. The range-separation is implemented
through an Error function with a characteristic screening length set to ~10 A[55], the
variation of which can also affect band gaps [57]. The screening is essential for
describing metals and insulators on the same footing. The HSE functional has been
shown to accurately describe band gaps for many materials [56, 58]. We should note,
however, that since the Hartree—Fock potential involves four-center integrals its
implementation in plane-wave codes results in a high computational cost, and
currently hybrid functional calculations take at least an order of magnitude more
processing time than standard LDA calculations for systems with the same number
of electrons.

9
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As an example of hybrid functional calculations for defects in semiconductors, we
show in Figure 1.1(b) the formation energy as a function of Fermi level for the oxygen
vacancy (Vo) in ZnO using the HSE functional [51]. These calculations were
performed by setting the mixing parameter to 37.5% so to reproduce the experi-
mental value of the band gap of ZnO. We note that the position of the transition level
€(2 + /0) with respect to the band edges is in remarkably good agreement with the
value obtained using the LDA/LDA + Uapproach in Figure 1.1(a). On the other hand,
the absolute values of the formation energies are quite different, with the HSE results
being more than 2 eV lower than the LDA/LDA + U results. This difference can be
attributed to the effects of the HSE on the absolute position of the VBM in ZnO. In the
LDA/LDA + Uapproach, Uis applied only to the d states and the gap is corrected due
to the effects of the coupling between the O 2p Zn d states, and the improved
screening of the Zn 4s by the d states. Within this approach, it was assumed that the
LDA + U would result in a correct position of the VBM. The HSE results show,
however, that the position of the VBM on an absolute energy scale is affected by the
inclusion of Hartree—Fock exchange [59]. That is HSE also corrects (at least in part)
the self-interaction error in the LDA or GGA, which is still present in the LDA + U
results, and this correction is significant for the O 2p bands that make up the VBM in
ZnO. In Ref. [59] it was found that the VBM in ZnO is shifted down by 1.7 eV in HSE
calculations, compared to PBE.

Other examples of the use of HSE include calculations for Si and Ge impurities in
ZnO, which revealed that these impurities are shallow double donors when substi-
tuting on the Zn sites in ZnO, with relatively low formation energies [59]. Si can occur
as a background impurity in ZnO, and these results indicate that it may give rise to
unintentional n-type conductivity. Another example relates to p-type doping in ZnO.
Ithas been long believed that incorporating N on the O site would lead to p-type ZnO.
However, the effectiveness of N as a shallow acceptor dopant has never been firmly
established. Despite many reports on p-type ZnO using N acceptors, the results have
been difficult to reproduce, raising questions about the stability of the p-type doping
and the position of the N ionization energy. Recent calculations for N in ZnO have
shown that N is actually a very deep acceptor with a transition level at 1.3 eV above the
VBM [60]. Therefore, it has been concluded that N cannot lead to p-type ZnO. For
comparison and as a benchmark, HSE calculations correctly predicted that Nin ZnSe
is a shallow acceptor when substituting on Se sites, in agreement with experimental
findings.

Hybrid functional calculations have also been performed for oxygen vacancies in
TiO,. Despite the fact that oxygen vacancies have frequently been invoked in the
literature on TiO,, their identification in bulk TiO, has remained elusive. First-
principles calculations based on LDA or GGA suffer from band-gap problems and are
unable to describe the neutral or the positively charged vacancy (Vg ) in TiO, [61, 62].
In LDA or GGA, the Kohn—Sham single-particle states related to Vg are above the
CBM, causing the electron(s) from VQ or V{ to occupy the CBM. Calculations based
on the HSE, on the other hand, show that locally stable structures of V) and V§ exist,
in which the occupied single-article states lie within the band gap and the defect wave
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Figure 1.2 (online color at: www.pss-b.com) (a) Formation energy as a function of Fermi level for
an oxygen vacancy (Vo) in TiO, in the Ti-rich limit, according to Ref. [62]. (b) Local lattice relaxations
around V4" . The positions of the atoms in the perfect crystal are also indicated (faded).

functions are localized within the vacancy. However, the formation energies of V2
and V§ are always higher in energy that of V4" [62] as shown in Figure 1.2(a); The
atoms around V3" relax outward as indicated in Figure 1.2(b). Thus, oxygen
vacancies are predicted to be shallow donors in TiO,. This is in contrast to GGA + U
calculations which indicate that Vg is a deep donor with transition levels in the
gap [63]. The problem with GGA + U calculations for TiO, is that the conduction
band in TiO, is derived from the Ti d states. The LDA/GGA + U approach was
designed to be applied to narrow bands with localized electrons; hence its success
when applied to semicore d states. The d states that constitute the conduction band of
TiO,, in contrast, are fairly delocalized, as evidenced by the high conductivity of this
material. Applying LDA/GGA + U will always lead to an energy lowering of the
occupied states, since that was what the approach was designed to do. Therefore,
when the LDA/GGA + U approach is applied to a case in which electrons occupy the
conduction band of TiO,, localization will result. However, it is hard to distinguish
whether this is a real physical effect or an artefact due to the nature of the
LDA/GGA + U approach. We therefore feel that LDA/GGA+ U should not
be applied in cases where the states are intrinsically extended states, such as the
d states that make up the conduction band of TiO,.

An important issue regarding the use of hybrid functionals is the amount of
Hartree—Fock exchange potential that is mixed with the GGA exchange [64]. Although
a value of 25% was initially proposed, there is no a priori justification for this amount
and this single value is not capable of correctly describing all semiconductors and
insulators. For instance, in ZnO the experimental value of the band gap is obtained
with HSE only when a mixing parameter of 37% is used. In GaN, a mixing parameter
of 31% is necessary, and for MgO 32%. Since the position of transition levels in the
band gap depends on the band-gap value, quantitative predictions require that the
functional accurately describes band gaps, and an adjustment of the mixing param-
eter is the most straightforward way to achieve this.

1
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13.3
Many-Body Perturbation Theory in the GW Approximation

Quasiparticle calculations in the G Wapproximation produce band structures that are
in close agreement with experiments [65]. However, at present the calculation of total
energies within the GW formalism [66] is still a subject of active research and
currently not available for studying defects in solids. We note that the GW quasi-
particle energies are defined as removal and addition energies. In the case of defects,
the GW quasiparticle energies that appear in the band gap correspond to the
transition levels, provided that the geometry of the defects remains unchanged. For
instance, the highest occupied quasiparticle state in a calculation for a defect in
charge state g represents the g(q + 1/q) level, and the lowest unoccupied state
represents the g(q/q — 1) level for a fixed geometry of the defect. It is possible to
combine these transition levels determined from GW calculations with relaxation
energies from LDA or GGA calculations to extract thermodynamic transition levels
for defects in semiconductors and insulators. Recent GW calculations for the self-
interstitial in Si have demonstrated the effectiveness of this approach [67].

The LDA or GGA underestimates the formation energy of the self-interstitial in Si by
more than 1eV compared to values extracted from self-diffusion experiments.
Calculations based on Quantum Monte Carlo can yield more accurate formation
energies but are very expensive computationally. Calculating removal and addition
energies for Si self-interstitials in GW and combining with relaxation energies from
LDA calculations lead to formation energies that are in good agreement with Quantum
Monte Carlo results [69]. The only assumption was that LDA gives correct formation
energies for charge state configurations with no occupied states above the VBM, such
as the 2+ charge state of the Si self-interstitial in the tetrahedral configuration. A
similar approach has been used to study oxygen-related defects in SiO, [68].

As a drawback in the GW approach, it has been recently argued that for systems
with semicore d states such as ZnO a very large number of unoccupied bands is
necessary for a proper description of the band structure [70]. This result, if confirmed,
indicates that GW calculations for defects in these systems may be prohibitivly
expensive in practice. This unusually large number of unoccupied states required is
likely related to the underbinding of the semicore d states which, as discussed in
Section 1.3.1, can make a significant contribution to the band-gap error.

1.3.4
Modified Pseudopotentials

In the pseudopotential formalism, once a separation between valence electrons and
the inert core electrons is adopted, there is still some flexibility in constructing the
ionic cores. Indeed, within this approach, there is no unique scheme for generating
pseudopotentials, and a number of different generation schemes have been proposed
over the years, often aimed at creating computationally efficient, “softer” potentials
which can be described with a smaller plane-wave basis set. This flexibility can in
principle be exploited to generate potentials that produce a more accurate band
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structure. However, past attempts did not succeed in producing such improvements
while still maintaining a proper description of atomic structure and energetics [71].
A new approach was recently proven to be remarkably successful in describing
nitride semiconductors [72, 73]. It was based on a proposal by Christensen, first
implemented within the linearized muffin-tin orbital method [74], to add a highly
localized (delta-function-like) repulsive potential centered on the atomic nucleus of
each atom. Such a potential only affects s states, and since the CBM in compound
semiconductors has largely cation s character one expects an upward shift of the
corresponding eigenstates. At the same time, the highly localized character of the
added potential leads one to expect only minimal changes in other aspects of the
pseudopotential. These expectations were indeed borne out in the case of GaN and
InN, where the modified pseudopotentials produced atomic structures and ener-
getics that are as reliable as those obtained with standard potentials, but simulta-
neously producing band structures in very good agreement with experiment [73].
Even though the fitting procedure only aimed to produce the experimental value of
the direct gap, the modified potentials actually produced improvements for other
aspects of the band structure as well, including the position of higher-lying indirect
conduction-band minima as well as the position of semicore d states [73]. This leads
us to believe that the seemingly ad hoc modifications introduced by the repulsive
potential are capturing some essential physics, justifying the expectation that
similarly good results can be obtained for other materials. An application of the
modified pseudopotentials to the calculation of the electronic structure of nitride
surfaces produced results in very good agreement with experiment [72, 75].

1.4
Summary

We have discussed recent progress in first-principles approaches to study defects in
semiconductors and insulators. Emphasis was given to methods that overcome the
band-gap problem in traditional DFT in the LDA; such approaches include LDA + U,
hybrid functionals, GW, and modified pseudopotentials. While the LDA+ U
approach is very efficient computationally, it should be limited to systems with
semicore states for which LDA provides a poor description. Furthermore, the
LDA + U only partially corrects the band gap, and futher extrapolation is needed.
The HSE hybrid functional on the other hand is general and has been demonstrated
to be a reliable method that result in accurate band gaps and seems to be describing
the properties of defects correctly. The HSE functional contains two parameters, the
Hartree—Fock mixing ratio and the screening length, which offer some flexibility in
obtaining correct band gaps; however, the consequences of changes in these para-
meters on the physics of the system has not been fully explored yet. The GW method
offers a formal approach for describing excited-state properties and defect physics,
but its applicability is limited by the lack of an efficient way to extract total energies.
Combining GW excitation energies with LDA/GGA relaxation energies offers a
promising way to address thermodynamic transition levels. Finally, modified pseud-
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potentials is an ad hoc but remarkably reliable approach, which has been demon-
strated very effective at describing the properties of nitride semiconductors.
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2

Accuracy of Quantum Monte Carlo Methods for Point Defects
in Solids

William D. Parker, John W. Wilkins, and Richard G. Hennig

2.1
Introduction

Point defects, such as vacancies, interstitials and anti-site defects, are the only
thermodynamically stable defects at finite temperatures [1]. The infinite slope of
the entropy of mixing at infinitesimally small defect concentrations results in an
infinite driving force for defect formation. As a result, at small defect concentrations,
the entropy of mixing always overcomes the enthalpy of defect formations. In
addition to being present in equilibrium, point defects often control the kinetics
of materials, such as diffusion and phase transformations, and are important for
materials processing. The presence of point defects in materials can fundamentally
alter the electronic and mechanical properties of a material. This makes point defects
technologically important for applications such as doping of semiconductors [2, 3],
solid solution hardening of alloys [4, 5], controlling the transition temperature for
shape-memory alloys [6], and the microstructural stabilization of two-phase
superalloys.

However, the properties of defects, such as their structures and formation
energies, are difficult to measure in some materials due to their small sizes, low
concentrations, lack of suitable radioactive isotopes, etc. Quantum mechanical first-
principles, or ab initio, theories make predictions to fill in the gaps left by
experiment [7].

The most widely used method for the calculation of defect properties in solids is
density functional theory (DFT). DFT replaces explicit many-body electron interac-
tions with quasiparticles interacting via a mean-field potential, i.e., the exchange-
correlation potential, which is a functional of the electron density [8]. A universally
true exchange-correlation functional is unknown, and DFT calculations employ
various approximate functionals, either based on a model system or an empirical
fit. The most commonly used functionals are based on diffusion Monte Carlo (DMC)
simulations [9] for the uniform electron gas at different densities, e.g., the local
density approximation (LDA) [10, 11] and gradient expansions, e.g., the generalized
gradient approximation (GGA) [12-16]. These local and semi-local functionals suffer
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from a significant self-interaction error reflected in the variable accuracy of their
predictions for defect formation energies, charge transition levels, and band gaps [17,
18]. Another class of functionals, called hybrid functionals, include a fraction of exact
exchange to improve their accuracy [19, 20].

The seemingly simple system of Si self-interstitials exemplifies the varied accuracy
of different density functionals and many-body methods. The diffusion and ther-
modynamics of silicon self-interstitial defects dominate the doping and subsequent
annealing processes of crystalline silicon for electronics applications [3, 21, 22]. The
mechanism of self-diffusion in silicon is still under debate. Open questions [23]
include: (i) Are the interstitial atoms the prime mediators of self-diffusion? (ii) What
is the specific mechanism by which the interstitials operate? (iii) What is the value of
the interstitial formation energy? Quantum mechanical methods are well suited to
determine defect formation energies. LDA, GGA, and hybrid functionals predict
formation energies for these defects ranging from about 2 to 4.5 eV [24]. Quasipar-
ticle methods such as the GWapproximation reduce the self-interaction error in DFT
and are expected to improve the accuracy of the interstitial formation energies.
Recent GoW, calculations [25] predict formation energies of about 4.5eV in close
agreement with HSE hybrid functional [24] and previous DMC calculations [24, 26].
Quantum Monte Carlo (QMC) methods provide an alternative to DFT and a
benchmark for defect formation energies [27, 28].

In this paper, we review the approximations that are made in DMC calculations
for solids and estimate how these approximations affect the accuracy of point defect
calculations, using the Si self-interstitial defects as an example. Section 2.2
describes the QMC method and its approximations. Section 2.3 reviews previous
QMC calculations for defects in solids, and Section 2.4 discusses the results of
our calculations for interstitials in silicon and the accuracy of the various
approximations.

2.2
Quantum Monte Carlo Method

QMC methods are among the most accurate electronic structure methods available
and, in principle, have the potential to outperform current computational methods in
both accuracy and cost for extended systems. QMC methods scale as O(N*) with
system size and can handle large systems. At the present time, calculations for as
many as 1000 electrons on 1000 processors make effective use of available compu-
tational resources [24]. Current work is under way to develop algorithms that extend
the system size accessible by QMC methods to petascale computers [29].
Continuum electronic structure calculations primarily use two QMC methods [27]:
the simpler variational Monte Carlo (VMC) and the more sophisticated DMC. In
VMC, a Monte Carlo method evaluates the many-dimensional integral to calculate
quantum mechanical expectation values. Accuracy of the results depends crucially on
the quality of the trial wave function, which is controlled by the functional form of the
wave function and the optimization of the wave functions parameters [30]. DMC
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removes most of the error in the trial wave function by stochastically projecting out
the ground state using an integral form of the imaginary-time Schrodinger equation.

One of the most accurate forms of trial wave functions for QMC applications to
problems in electronic structure is a sum of Slater determinants of single-particle
orbitals multiplied by a Jastrow factor and modified by a backflow transformation:

W(r,) = ¢mkn) Z ¢i CSF;(xy).

The Jastrow factor J typically consists of a low-order polynomial and a plane-wave
expansion in electron coordinates r,, and nuclear coordinates R,, that efficiently
describe the dynamic correlations between electrons and nuclei. Static (near-degen-
eracy) correlations are described by a sum of Slater determinants. Symmetry-adapted
linear combinations of Slater determinants, so-called configuration state functions
(CSF), reduce the number of determinant parameters ¢;. For extended systems, the
lack of size consistency for a finite sum of CSF’s makes this form of trial wave
functions impractical, and a single determinant is used instead. Finally, the backflow
transformation r, — x,, allows the nodes of the trial wave function to be moved, which
can efficiently reduce the fixed-node error [31]. Since the backflow-transformed
coordinate of an electron x, depends on the coordinates of all other electrons, the
Sherman—Morrison formula used to efficiently update the Slater determinant does
not apply, increasing the scaling of QMC to O(N*). If a finite cutoff for the backflow
transformation is used, the Sherman—Morrison-Woodbury formula [32] applies, and
the scaling reduces to O(N?).

Optimization of the many-body trial wave function is crucial because accurate trial
wave functions reduce statistical and systematic errors in both VMC and DMC. Much
effort has been spent on developing improved methods for optimizing many-body
wave functions, and this continues to be the subject of ongoing research. Energy and
variance minimization methods can effectively optimize the wave function para-
meters in VMC calculations [30, 33]. Recently developed energy optimization
methods enable the efficient optimization of CSF coefficients and orbital parameters
in addition to the Jastrow parameters for small molecular systems, eliminating the
dependence of the results on the input trial wave function [30].

VMC and DMC contain two categories of approximation to make the many-
electron solution tractable: controlled approximations, whose errors can be made
arbitrarily small through adjustable parameters, and uncontrolled approximations,
whose errors are unknown exactly. The controlled approximations include the finite
DMC time step, the finite number of many-electron configurations that represent the
DMC wave function, the basis set approximation, e.g., spline or plane-wave repre-
sentation, for the single-particle orbitals of the trial wave function and the finite-sized
simulation cell. The uncontrolled approximations include the fixed-node approxi-
mation, which constrains the nodes of the wave function in DMC to be the same as
those of the trial wave function, the replacement of the core electrons around each
atom with a pseudopotential to represent the core-valence electronic interaction and
the locality approximation, which uses the trial wave function to project the nonlocal
angular momentum components of the pseudopotential.
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2.2.1
Controlled Approximations

2.2.1.1 Time Step

DMC is based on the transformation of the time-dependent Schrodinger equation
into an imaginary-time diffusion equation with a source—sink term. The propagation
of the 3N-dimensional electron configurations (walkers) that sample the wave
function requires a finite imaginary time step, which introduces an error in the
resulting energy [34, 35].

Controlling the time step error is simply a matter of performing calculations for a
range of time steps, either to determine when the total energy or defect formation
energy reaches the required accuracy or to perform an extrapolation to a zero time
step using a low-order polynomial fit of the energy as a function of time step. Smaller
time steps, however, require a larger total number of steps to sample sufficiently the
probability space. Thus, the optimal time step should be small enough to add no
significant error to the average while large enough to keep the total number of Monte
Carlo steps manageable. In addition, the more accurate the trial wave function is the
smaller the error due to the time step will be [35].

2.2.1.2 Configuration Population
In DMC, a finite number of electron configurations represent the many-body wave
function. These configurations are the time-dependent Schrédinger equation’s
analogs to particles in the diffusion equation and have also been called psips [34]
and walkers [27]. To improve the efficiency of sampling the many-body wave function,
the number of configurations is allowed to fluctuate from time step to time step in
DMC using a branching algorithm. However, the total number of configurations
needs to be controlled to prevent the configuration population from diverging or
vanishing [35]. This population control introduces a bias in the energy. In practice
where tested [36], hundreds of configurations are sufficient to reduce the population
control bias in the DMC total energy below the statistical uncertainty.

The VMC and DMC calculations parallelize easily over walkers. After an initial
decorrelation run, the propagation of a larger number of walkers is computationally
equivalent to performing more time steps. The variance of the total energy scales like

TCOII

2
O X ——7
E 9
Neont N step

where Neonr denotes the number of walkers, Ny, the number of time steps, and
Teorr the auto-correlation time.

2.2.1.3 Basis Set

A sum of basis functions with coefficients represents the single-particle orbitals in
the Slater determinant. A DFT calculation usually determines these coefficients.
Plane waves provide a convenient basis for calculations of extended systems since
they form an orthogonal basis that systematically improves with increase in number
of plane waves that span the simulation cell. Increasing the number of plane waves
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until the total energy converges within an acceptable threshold in DFT creates a basis
set that has presumably the same accuracy in QMC.

Since the plane-wave basis functions extend throughout the simulation cell, the
evaluation of an orbital at a given position requires a sum over all plane waves.
Furthermore, the number of plane waves is proportional to the volume of the
simulation cell. The computational cost of orbital evaluation can significantly be
reduced by using a local basis, such as B-splines, which replaces the sum over plane
waves with a sum over a small number of local basis functions. The resulting
polynomial approximation reduces the computational cost of orbital evaluation at a
single point from the number of plane waves (hundreds to thousands depending on
the basis set) to the number of non-zero polynomials (64 for cubic splines) [37]. The
wavelength of the highest frequency plane wave sets the resolution of the splines.
Thus, the most important quantity to control in the basis set approximation is the size
of the basis set.

2.2.1.4 Simulation Cell

Simulation cells with periodic boundary conditions are ideally suited to describe an
infinite solid but result in undesirable finite-size errors that need correction. There
are three types of finite-size errors. First, the single-particle finite-size error arises
from the choice of a single k-point in the single-particle Bloch orbitals of the trial
wave function. Second, the many-body finite-size error arises from the non-physical
self-image interactions between electrons in neighboring cells. Third, the defect
creates a strain field that results in an additional finite-size error for small
simulation cells.

The single-particle finite-size error is greatly reduced by averaging DMC calcula-
tions for single-particle orbitals at different k-points that sample the first Brillouin
zone of the simulation cell, so-called twist-averaging [38] Alternatively, the single-
particle finite-size error can also be estimated from the DFT energy difference
between a calculation with a dense k-point mesh and one with the same single k-point
chosen for the orbitals of the QMC wave function.

For the many-body finite-size error, several methods aim to correct the fictitious
periodic correlations between electrons in different simulation cells. The first
approach, the model periodic Coulomb (MPC) interaction [39], revises the Ewald
method [40] to account for the periodicity of the electrons by restoring the Coulomb
interaction within the simulation cell and using the Ewald interaction to evaluate the
Hartree energy. The second approach is based on the random phase approximation
for long wavelengths. The resulting first-order, finite-size-correction term for both
the kinetic and potential energies can be estimated from the electronic structure
factor [41]. The third approach estimates the many-body finite-size error from the
energy difference between DFT calculations using a finite-sized and an infinite-sized
model exchange-correlation functional [42]. This approach relies on the exchange-
correlation functional being a reasonable description of the system, whereas the
other two approaches (MPC and structure factor) do not have this restriction. The
MPC and structure factor corrections are fundamentally related and often result in
similar energy corrections [43].
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The defect strain finite-size error can be estimated at the DFT level using
extrapolations of large simulation cells. Also, since QMC force calculations are
expensive and still under development [44], QMC calculations for extended systems
typically start with DFT-relaxed structures. Energy changes due to small errors in the
ionic position as well as thermal disorder are expected to be quite small because of the
quadratic nature of the minima and will largely cancel when taking energy differ-
ences for the defect energies.

222
Uncontrolled Approximations

2.2.2.1 Fixed-Node Approximation

The Monte Carlo algorithm requires a probability distribution, which is non-negative
everywhere, but fermions, such as electrons, are antisymmetric under exchange.
Therefore, any wave function of two or more fermions has regions of positive and
negative value. For DMC to take the wave function as the probability distribution,
Anderson [34] fixed the zeros or nodes of the wave function and took the absolute
value of the wave function as the probability distribution. If the trial wave function has
the nodes of the ground state, then DMC projects out the ground state. However, if
the nodes differ from the ground state, then DMC finds the closest ground state of the
system within the inexact nodal surface imposed by the fixed-node condition. This
inexact solution has an energy higher than that of the ground state.

Three methods estimate the size of the fixed-node approximation: (i) In the
Slater-Jastrow form of the wave function, the single-particle orbitals in the Slater
determinant set the zeroes of the trial wave function. Since these orbitals come from
DFT calculations, varying the exchange-correlation functional in DFT changes the
trial wave function nodes and provides an estimate of the size of the fixed-node error.
(ii) Lopez Rios et al. [31] applied backflow to the nodes by modifying the interparticle
distances, enhancing electron—electron repulsion and electron—nucleus attraction.
The expense of the method has thus far limited its application in the literature to
studies of second- and third-row atoms, the water dimer and the 1D and 2D electron
gases. (iii) Because the eigenfunction of the Hamiltonian has zero variance in DMC, a
linear extrapolation from the variances of calculations with and without backflow to
zero variance estimates the energy of the exact ground state of the Hamiltonian.

2.2.2.2 Pseudopotential

Valence electrons play the most significant roles in determining a composite system’s
properties. The core electrons remain close to the nucleus and are largely inert. The
separation of valence and core electron energy scales allows the use of a pseudopo-
tential to describe the core-valence interaction without explicitly simulating the core
electrons. However, there is often no clear boundary between core and valence
electrons, and the core-valence interaction is more complicated than a simple
potential can describe. Nonetheless, the computational demands of explicitly sim-
ulating the core electrons and the practical success of calculations with pseudopo-
tentials in reproducing experimental values promote their continued use in QMC.
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Nearly all solid-state and many molecular QMC calculations to date rely on pseu-
dopotentials to reduce the number of electrons and the time requirement of
simulating the core—electron energy scales.

Comparing DMC energies using pseudopotentials constructed with different
energy methods [DFT and Hartree-Fock (HF)] provides an estimate of the error
incurred by the pseudopotential approximation. Additionally, the difference between
density functional pseudopotential and all-electron energies estimates the size of the
error introduced by the pseudopotential and is used as a correction term.

2.2.2.3 Pseudopotential Locality

DMC projects out the ground state of a trial wave function but does not produce a
wave function, only a distribution of point-like configurations. However, the pseu-
dopotential contains separate potentials (or channels) for different angular-momenta
of electrons. One channel, identified as local, does not require the wave function to
evaluate, but the nonlocal channels require an angular integration to evaluate, and
such an integration requires a wave function. Mitas et al. [45] introduced use of the
trial wave function to evaluate the nonlocal components requiring integration. This
locality approximation has an error that varies in sign. While there are no good
estimates of the magnitude of this error, Casula [46] developed a lattice-based
technique that makes the total energy using a nonlocal potential an upper bound
on the ground-state energy. Pozzo and Alfe [47] found that, in magnesium and
magnesium hydride, the errors of the locality approximation and the lattice-regu-
larized method are comparably small, but the lattice method requires a much smaller
time step (0.05 vs. 1.00 Ha~' in Mg and 0.01 vs. 0.05 Ha ' in MgH,) to achieve the
same energy. Thus, they chose the locality approximation.

While all-electron calculations would, in principle, make the pseudopotential and
locality errors controllable, in practice, the increase in number of electrons, required
variational parameters and variance of the local energy makes such calculations
currently impractical for anything but small systems and light elements [48].

2.3
Review of Previous DMC Defect Calculations

To date, there have been DMC calculations for defects in three materials: the vacancy
in diamond, the Schottky defect in MgO, and the self-interstitials in Si.

2.3.1
Diamond Vacancy

Diamond’s high electron and hole mobility and its tolerance to high temperatures and
radiation make it a technologically important semiconductor material. Diffusion in
diamond is dominated by vacancy diffusion [53], and the vacancy is also associated
with radiation damage [54]. Table 2.1 shows the range of vacancy formation and
migration energies calculated by LDA [50] and DMC [49]. DMC used structures from

23
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LDA relaxation and single-particle orbitals employing a Gaussian basis. A LDA
pseudopotential described the core electrons. The DMC calculations predict a lower
formation energy than LDA. The DMC value for the migration energy is an upper
bound on the actual number since the structures have not been relaxed in DMC.
Furthermore, DMC estimates the experimentally observed dipole transition [49]. The
GR1 optical transition is not a transition between one-electron states but between spin
states 'Eand "T,. DMC calculates a transition energy of 1.5(3) eV from 'Eto 'T,, close to
the experimentally observed value of 1.673 eV. LDA cannot distinguish these states.
For the cohesive energy, DMC predicts a value of 7.346(6) eV in excellent agreement
with the experimental result of 7.371(5) eV while LDA overbinds and yields 8.61 eV.

23.2
MgO Schottky Defect

MgO is an important test material for understanding oxides. Its rock-salt crystal
structure is simple, making it useful for computational study. Schottky defects are
one of the main types of defects present after exposure to radiation, according to
classical molecular dynamics simulations [55]. Table 2.1 shows that DMC predicts a
Schottky defect formation energy in MgO at the upper end of the range of
experimental values [51].

233
Si Interstitial Defects

Table 2.1 shows that DFT and DMC differ by up to 2 eV in their predictions of the
formation energies of these defects [24, 26]. We compare the DMC values with our
results including tests on the QMC approximations in Section 2.4.

2.4
Results

We specifically test the time step, pseudopotential and fixed-node approximations for
the formation energies of three silicon self-interstitial defects, the split-(110)
interstitial (X), the tetrahedral interstitial (T), and the hexagonal interstitial (H). The
QMC calculations are performed using the CASINO [56] code. Density functional
calculations in this work used the Quantum ESPRESSO [57] and WIEN2k [58] codes.
The defect structures are identical to those of Batista et al. [24]. The orbitals of the trial
wave function come from DFT calculations using the LDA exchange-correlation
functional. The plane-wave basis set with a cutoff energy of 1088eV (60 Ha)
converges the DFT total energies to 1meV. A 7 x 7 x 7 Monkhorst-Pack k-point
mesh centered at the L-point (0.5,0.5,0.5) converges the DFT total energy to 1 meV. A
population of 1280 walkers ensured that the error introduced by the population
control is negligibly small. Due to the computational cost of backflow, we perform
the simulations for a supercell of 16(+ 1) atoms and estimate the finite-size
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corrections using the structure factor method [41]. The final corrected DMC energies
for the X, T, and H defects are shown in the bottom line of Table 2.2.

2.4.1
Time Step

Figure 2.1 shows the total energies of bulk silicon and the X defect as a function of
time step in DMC. A time step of 0.01 Ha™" reduces the time step error to within the
statistical uncertainty of the DMC total energy.

242
Pseudopotential

In our calculations, a Dirac-Fock (DF) pseudopotential represents the core electrons
for each silicon atom [59-61]. To estimate the error introduced by the pseudopo-
tential, we compare the defect formation energies in DFT using this pseudopotential
with all-electron DFT calculations using the linearized augmented plane-wave
method [58]. This comparison gives corrections of 0.083, —0.168, and 0.054 €V for
the H, T, and X defects respectively.

243
Fixed-Node Approximation

The fixed-node approximation is the main source of error in DMC calculations. To
estimate the size of the error introduced by the fixed-node approximation, we
perform the calculations using the backflow transformation, which allows the nodes
of the trial wave function to be moved and reduces the fixed-node error [31]. We
estimate the error due to the fixed-node approximation by performing calculations
with and without the backflow transformation and by extrapolating the resulting
defect formation energies to zero variance.

Applying the backflow transformation to electron coordinates using polynomials
of electron-electron, electron-nucleus and electron—electron—nucleus separations,
we include polynomial terms to eighth-order for each spin type in electron—electron
separation, to sixth-order in electron-nucleus separation and to third-order for each
spin type in electron—electron-nucleus separation. Figure 2.2 shows the linear
extrapolation of the DMC energies for the Slater—Jastrow and Slater-Jastrow-
backflow trial wave function to zero variance. The total energy decrease for the
bulk and interstitial cells due to the backflow transformation ranges from 0.20(5) to
0.62(5) eV. The backflow transformation results in a significantly improved nodal
surface of the trial wave function, which is reflected in the reduced variance of the
local energy.

Table 2.2 list the Si interstitials formation energies in DMC for the Slater-Jastrow,
Slater-Jastrow-backflow wave function and the extrapolation. Applying the backflow
transformation reduces the formation energies for the X, T, and H interstitials by 0.42
(5), 0.05(5), and 0.15(5) eV, respectively. The linear extrapolation provides a simple
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Figure 2.1  (online colour at: www.pss-b.com)

DMC total energies with varying (imaginary)
time steps for bulk silicon and the X defect. The
error due to the finite-sized time step is smaller
than the statistical uncertainty in the total

energies for values from 10> to 0.1Ha .
Note that these energies include no finite-size
or pseudopotential corrections and thus differ
in value from those in Fig. 2.2.
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Figure 2.2 (online colour at: www.pss-b.com)
DMC total energies calculated with and without
backflow transformation and linearly
extrapolated to zero variance. The backflow
transformation reduces the total energies by
0.19(3), 0.62(5), 0.25(5), and 0.35(5) eV for bulk
(solid line) and the X (dash-dot line), T

(dashed line), and H (dotted line) defects
respectively. The extrapolation to zero variance
only slightly reduces the total energies by about
0.1eV. The reduction of the total energy from
the backflow transformation indicates the size
of the errors due to the fixed-node and
pseudopotential locality approximation.
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estimate of the remaining fixed node error. The extrapolation lowers the interstitial
formation energy by a negligible amount of 0.06(10), 0.00(10), 0.07(10) eV for the X,
T, and H interstitials, respectively. The resulting Si interstitial formation energies are
4.4(1), 5.1(1), and 4.7(1) eV for the X, T, and H interstitial, respectively, in close
agreement with recent Gy W, [25] and previous HSE and DMC calculations [24, 26].

2.5
Conclusion

QMC methods present an accurate tool for the calculation of point defect formation
energies, provided care is taken to control the accuracy of all the underlying
approximations. Including corrections for the approximations yields DMC values
for the Si interstitial defects on par with GWand hybrid-functional DFT calculations.
While backflow transformation and zero-variance extrapolation to remove the fixed-
node error modify the energies slightly, further work remains to carefully control for
finite-size effects known to plague defect supercell calculations.
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3
Electronic Properties of Interfaces and Defects from Many-body
Perturbation Theory: Recent Developments and Applications

Matteo Giantomassi, Martin Stankovski, Riad Shaltaf, Myrta Griining, Fabien Bruneval,
Patrick Rinke, and Gian-Marco Rignanese

3.1
Introduction

Almost all electronic and optoelectronic devices (such as MOS transistors,
photovoltaic cells, semiconductor lasers, etc.) contain metal-semiconductor,
insulator—semiconductor, insulator-metal, and/or semiconductor-semiconductor
interfaces. The electronic properties of such heterojunctions determine the device
characteristics [1, 2]. The band gaps of the participating materials are usually
different, hence, at least one of the band edges is different. The energy of charge
carriers must then change when passing through the heterojunction. Most often,
there will be discontinuities in both the conduction and valence bands. These
so-called band offsets (BOs) are the origin of most of the useful properties of
heterojunctions.

Defects also play a critical role for the functionality of devices [3-5]. They can have
both positive as well as detrimental effects. As dopants they provide charge carriers in
semiconductors, which can contribute to a current, but these carriers can also
recombine at defect sites and are then lost. Problems like flat-band and threshold
voltage shifts, carrier mobility degradation, charge trapping, gate dielectric wear-out,
and breakdown, as well as temperature instabilities are believed to mainly originate
from defects forming at (or close to) the heterojunction interface. A deep under-
standing of the defects concerned is thus highly desirable for the enhancement of
device performance.

However, experimental characterization of defect energy levels at interfaces is
often very difficult to achieve, so theoretical simulation can provide extremely
useful information for further improvement of devices. In this framework,
density functional theory (DFT) has been, and still is, widely used to investigate
the electronic properties of various defective interfaces. Unfortunately, the semi-
local approximations to DFT — such as the local density approximation (LDA) or
the generalized-gradient approximation (GGA) - suffer from a well-known
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substantial underestimation of band gaps, which hinders a precise prediction
of the energy-level alignment at interfaces. For this reason, hybrid density
functionals have recently increased in popularity [6-11]. These functionals, which
incorporate a fraction of Hartree-Fock (HF) exchange, lead to higher accura-
cies [12] and improved band gaps [13, 14] compared to corresponding results
using semilocal functionals. The fraction of HF exchange to be included cannot be
known in advance for all materials and its optimal value could even be property
dependent [15, 16]. Therefore the reliability of hybrid density functionals cannot
be assessed a priori [17].

In contrast, many-body perturbation theory (MBPT) [18-22] offers an approach for
obtaining quasiparticle (QP) energies in solids which is controlled and amenable to
systematic improvement. However, the cost of such calculations is generally higher
than that of their DFT counterparts. Recently, considerable effort has been devoted to
finding reliable techniques to speed up MBPT calculations and make them tractable
for the larger systems needed to simulate defects and interfaces.

In this chapter, we will review the recent developments in MBPT calculations and
the results obtained for interfaces and defects. Section 3.2 is devoted to the theoretical
basis of MBPT. Hedin’s equations are presented in Section 3.2.1. The GW approx-
imation is introduced in Section 3.2.2, while approximations going beyond GW are
discussed in Section 3.2.3. Section 3.3 focuses on the practical implementation and
the recent developments of MBPT. In Section 3.3.1, we describe the perturbative
approach, that is usually employed to obtain QP energies. The methods used to take
into account the frequency dependence of the self-energy operators are presented in
Section 3.3.2. In order to allow for a reduction of the number of unoccupied states that
need to be included explicitly in the calculations, the extrapolar method is introduced
in Section 3.3.3. We discuss the combination of MBPT with the projector-augmented
wave (PAW) method in Section 3.3.4. Sections 3.4 and 3.5 are dedicated to MBPT
results obtained for BOs at interfaces and for defects, respectively. Special emphasis
is put on the caveats of the methods.

3.2
Many-Body Perturbation Theory

3.2.1
Hedin’s Equations

A rigorous formulation for the properties of QPs is based on a Green’s function

approach [18]. The QP energies EiQP and wavefunctions lp?P are obtained by solving
the QP equation:

{— SV Vel0) + V1) }w?"m + J'z(r, VL ES W ()dr = EXWE (1),

(3.1)
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where Vey and Vi are the external and Hartree potentials, respectively. In this
equation, the exchange and correlation effects are described by the electron self-
energy operator X(r, r’,EiQP) which is non-local, energy dependent, and non-
Hermitian. Hence, the eigenvalues EiQP are generally complex: their real part is
the energy of the QP, while their imaginary part gives its lifetime.

The main difficulty is to find an adequate approximation for the self-energy
operator % Hedin [23] proposed a perturbation series expansion in the fully
screened (as opposed to bare) Coulomb interaction. The Green’s function, G,
of a “zeroth-order” system of non-interacting electrons is first constructed
from the one-particle wavefunctions ; and energies E; of the “zeroth-order”
Hamiltonian, as:

*

/ _ P (r)g; (1)
Golro ', B) = Z E—E; + insgn(Ei—p)’ 62

where p is the chemical potential and 1) is a positive infinitesimal. The exact one-
body Green’s function G is thus written using the Dyson equation:"

G(12) = Go(12) + JG0(13)Z(34)G(42)d(34). (3.3)

Here, the self-energy X is obtained by self-consistently solving Hedin’s closed set of
coupled integro-differential equations:

I(12;3) = 8(12)8(13)

+ Jgi((ﬁ)) G(46)G(75)T(67: 3)d(4567), o
P(12) = —iJG(zs)G(42+)r(34; 1)d(34), (3.5)
W(12) = v(12) + J W(13)P(34)0(42)d(34), (3.6)
$(12) = iJ G(14)W(173)T(42; 3)d(34), (3.7)

where P is the polarizabilityy W the screened and v the unscreened Coulomb
interaction and I the vertex function, which describes higher-order corrections to

1) In Section 3.1, Hedin’s simplified notation 1 = (x,01,#) is used to denote space, spin, and time
variables and the integral sign stands for summation or integration of all of these where appropriate.
17" denotes t; -+ 1 where 1) is a positive infinitesimal in the time argument. Atomic units are used in
all equations throughout this paper.
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Figure 3.1 Graphical illustration of the self- equations resulting from the GW approximation
consistent process required to solve the (right panel). The so-called GoW,

complete set of Hedin’s equations (left panel)  approximation consists of performing the loop
and the four coupled integro-differential only once starting from G = Go.

the interaction between quasiholes and quasielectrons. The self-consistent iterative
process is illustrated in the left panel of Figure 3.1.

The most complicated term in these equations is I', which contains a functional
derivative and hence cannot in general be evaluated numerically. The vertex is the
usual target of simplification for an approximate scheme.
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GW Approximation

Hedin’s GW method [23] is the most widely used approximation for the self-energy,
2. The approximation is defined by neglecting the variation of the self-energy with
respect to the Green’s function 6%(12)/8G(45) = 0 in Eq. (3.4), leading to:

I'(12;3) = 8(12)5(13). (3.8)
Thus, the polarizability in Eq. (3.5) is given by:
P(12) = —iG(127)G(21), (3.9)

which corresponds to the random phase approximation (RPA) for the dielectric
matrix. The self-energy in Eq. (3.7) becomes simply a product of the Green’s function
and the screened Coulomb interaction:

3(12) = iG(12)W(172), (3.10)

where the Green’s function used is consistent with that returned by Dyson’s
equation.

Since the self-energy depends on G, this procedure should be carried out
iteratively, beginning with G = Gy, until the input Green’s function equals the
output one. This yields the self-consistent GW approximation, in which the self-
consistent cycle is restricted to Egs. (3.3), (3.9), (3.6), and (3.10), as illustrated in the
right panel of Figure 3.1.
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In practice, it is customary to use the first iteration only, often called one-shot
GW or GoW),, to approximate the self-energy operator. Here, W, is perhaps the
simplest possible screened interaction, which in terms of Feynman diagrams
involves an infinite geometric series over non-interacting electron-hole pair
excitations as in the usual definition of the RPA.? This approximation for W,
although tremendously successful for weakly correlated solids, is not free of self-
screening errors [24, 25].

When using only a single iteration, it is important to make that one as accurate as
possible, so an initial Gy calculated using Kohn—Sham DFT is normally used. The
logic is that the Kohn—Sham orbitals should produce an input Gy much closer to the
self-consistent solution, thus rendering a single iteration sufficient. This choice of G
has in the past produced accurate results for QP energies (i.e., the correct electron
addition and removal energies, in contrast to the DFT eigenvalues [26]) for a wide
range of s—p bonded systems [27]. However, because this choice of G corresponds to
a non-zero initial approximation for X, there is no longer a theoretical justification
for the usual practice of setting the vertex to a product of delta functions before the
decoupling. Also, different choices for the exchange-correlation functional may lead
to different Green’s functions [28, 29], making G, W, results dependent on the
starting point.

3.23
Beyond the GW Approximation

Since Gy is often constructed from DFT orbitals, the self-energy and its derivative are
not zero for the first iteration. Using the static exchange-correlation kernel, Ky,
(which is the functional derivative of the DFT exchange-correlation potential, Vi,
with respect to density, n) Del Sole et al. [30] demonstrated how Gy W, may be
modified with a vertex function to make X consistent with the DFT starting point.
They added the contribution of the vertex — decoupled after the first evaluation of
0Z(12)/3G(45) in Eq. (3.4) — into both the self-energy, = (3.7), and the polarization,
P (3.5). The result is a self-energy of the form G, W,I. Instead, the Go W, approx-
imation is obtained when the vertex function is included in P only. As commented by
Hybertsen and Louie [31] and Del Sole et al., both these results take the form of GW,
but with W representing the Coulomb interaction screened by the test-charge-
electron dielectric function and the test-charge-test-charge dielectric function,
respectively, and with electronic exchange and correlation included through a
time-dependent DFT (TDDFT) kernel.

Using the LDA for the exchange-correlation potential and kernel, Del Sole et al.
found that Go W, I yields final results almost equal to those of Gy W, for the band gap
of crystalline silicon and that the equivalent results from Go W], were shown to close
the gap slightly compared to standard G, W,. However, in this previous study the

2) Incontrast to the common use of the RPA, there is no integration over the interaction strength, since
the perturbation expansion itself takes care of the switching on of interactions.
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PPM approximation was utilized for modeling the frequency-dependence of W,
which may have affected the resulting QP energies.

33
Practical Implementation of GW and Recent Developments Beyond

3.3.1
Perturbative Approach

Often, it is more efficient to obtain the QP energies from Eq. (3.1) rather than solving
the Dyson equation (Eq. 3.3) and searching for the poles of the Green’s function. The
approach consists of using perturbation theory with respect to the results of DFT.
Despite some fundamental differences, the formal similarity is striking between the
QP equation and the Kohn—-Sham equation:

(=374 Vo) 4 Vi) b)Yy 0) = BP9,
(3.11)

where V. is the DFT exchange-correlation potential.® In many cases, the DFT
energies EPFT already provide a reasonable estimate of the band structure and are
usually in qualitative agreement with experiment. Furthermore, in the simple
systems for which the true QP amplitudes lpiQP have been calculated, it was found
that the DFT wave functions }PfT are usually very close to the QP results [31, 32].
In silicon, for instance, the overlap between DFT-LDA and QP wave functions has
been reported to be close to 99.9%, but for certain surface [33, 34] and cluster
states [35, 36] the overlap is far less (see also Ref. [37] for comments and
criticisms). This indicates that in the basis of Kohn—-Sham wave functions, the
self-energy can be considered a diagonally dominant matrix with negligible off-
diagonal elements.

Hence, EPTT and yPT for the i'™ state are used as a zeroth-order approximation for
their QP counterparts. The QP energy EiQP is then calculated by adding to EPT the
first-order perturbation correction which comes from replacing the DFT exchange-
correlation potential V. with the self-energy operator Z:

EY = B (WP T 2B~ VacwPT). (312)
To solve Eq. (3.12), the energy dependence of = must be known analytically, which

is usually not the case. Under the assumption that the difference between QP and
DFT energies is relatively small, the matrix elements of the self-energy operator can

3) Note that Vi, can be seen as a static, local, and hermitian approximation to 2(12).
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be Taylor expanded to first-order around EPFT in order to be evaluated at EX":

() ~ Z(EPFT) +

In this expression, the QP energy, E,

EiQP — E,DFT+ZL'<'1PPFT|E(E,DFT) V m)DFT>

(E—2™)

where Z; is the renormalization factor defined by:

—1— <1P FT|

The principle is illustrated in Figure 3.2.

ZiE) (eV)

LAE) (eV)

Figure 3.2 (online color at: www.pss-b.com)
Schematic illustration (adapted from Ref. [38])
of the perturbative approach to finding the QP
correction. In principle, the self-energy matrix
element, Z;i(E) = (YPTZ(E)— Vi [$PT), and
the true QP correction, X( IQP) is found from
the solution of E—EPFT = 5;(E), i.e., at the
crossing of the dashed black line and Z;(E) in

(E) W)

0X(E)
OF E:EDFT' (3.13)
P can be solved for:
(3.14)
(3.15)

El-l[t.lup} .'J

the circular zoom-in. In practice, the
perturbative approach exploits the fact that it is
more computationally feasible to use the Taylor
expansion around =(EPFT) [Egs. (3.14)

and (3.15)], and find an approximate value for
the QP correction at the crossing of the red and
black dashed lines.
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3.3.2
QP Self-Consistent GW

The procedure described above has proven very efficient [27], but several questions
inevitably arise: How much does the Gy W, result depend on the starting point? What
happens if the starting DFT band structure is qualitatively wrong®? A self-consistent
GW self-energy calculation should be free of such concerns.

However, performing self-consistency in GW is everything but straightforward,
since X, being non-Hermitian and energy-dependent, should have non-orthogonal
and energy-dependent left and right eigenvectors. In practice, for large systems, the
solution of this Hamiltonian is not tractable without approximations. Furthermore,
fully self-consistent G W calculations have been shown to worsen results compared to
the standard one-shot Gy W, method [39-41].

A different solution to the self-consistency issue is the so-called QP self-consistent
GW approximation (QSGW) developed by Faleev et al. [42] and co-workers [43, 44].
For a setof trial QP energies and amplitudes { E;, ), } (for instance, the eigensolutions
of the DFT or Hartree problem), the one-particle Green’s function, G, and in turn the
GW self-energy can be calculated. These authors proposed to constrain the dynamical
G W self-energy to be staticand Hermitian and as close as possible to the one-shot self-
energy (GoWy) of a non-interacting reference system. Their model QSGW self-

energy = reads:

(0l 2y = 5 HIORIS(ED) + (1B b, (316)

where H means that only the Hermitian part of the matrix is considered.

The approximated self-energy matrix, s, is diagonalized yielding a new set of
orthogonal QP amplitudes and real-valued QP energies. From this new set of orbitals,
a new density n(r) and the corresponding Hartree potential is generated, a new X is
constructed and the procedure is iterated to self-consistency. Ideally, the final result
should not depend on the initial Hamiltonian, though no firm mathematical proof for
this has been reported so far. The QS G Wapproach improves the Gy W results, giving
band gaps very close to experiments with errors that are small and highly
systematic [43].

Following the same spirit, Bruneval et al. [37] proposed using an alternative
Hermitian and static approximation to the GW self-energy: the COHSEX approx-
imation, derived by Hedin in 1965 [23]. COHSEX is a simple approximation which
consists of two terms, the COulomb Hole part and the Screened EXchange part:

Zconsex (1, 1) = Zcou (r, ¥') + Zsex (r, 1)
2:COH("> "/) = 6(}’, l‘/)[W(l‘, l’/, W = 0)—1)(!’—!’,)] (317)
Zsex(r,1) = — Zwv(")wi(r’)W(n r0=0).

4) For example, if DFT erroneously predicts a system to be metallic, when it is not.
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These terms do not involve any summation over empty states (v runs only over
occupied states). Performing self-consistency for the COHSEX approximation is
hence more tractable than for the QSGW self-energy of Faleev and coworkers,
although Zcopsgx may be a cruder approximation than s

An alternative is to constrain the QP amplitudes in S to their DFT counterparts and
only update the QP energies until convergence. This method is referred to as the
eigenvalue-only QSGW (e-QSGW).

333
Plasmon Pole Models Versus Direct Calculation of the Frequency Integral

In the frequency domain, the GW self-energy is given by the convolution

(v, o) = i J NGk, 0+ )W (r, ¥, 0')do, (3.18)

where 1) is a positive infinitesimal. Evaluating this expression requires, in principle,
the knowledge of the full frequency dependence of W(r,r, ). Moreover a fine
frequency grid would be required, since G(r,¥, ) and W(r,r, ) exhibit a fairly
complex and rapidly changing frequency dependence on the real axis. There are,
however, two different and more efficient techniques to evaluate Eq. (3.18): (i)
integration with a PPM and (i) integration through contour deformation (CD). In
the former case, the frequency dependence of £~ !(w) is modeled with a simple
analytic form, and the frequency convolution is carried out analytically.

In the latter approach, the integral is evaluated numerically by extending the
functions into the complex plane, where the integrand is smoother. Since the fine
details of W(r, ¥, w) are integrated over in Eq. (3.18), it is reasonable to expect that
approximated models, able to capture the main physical features of W(r,r, m),
should give sufficiently accurate results at considerably reduced computational
effort. This is the basic idea behind the PPM, in which the frequency dependence
of W(r,r, ) is modeled in terms of analytic expressions. The coefficients of the
model are derived from first principles, i.e., without any adjustable external para-
meters, either by enforcing exact relations or by anchoring the scheme on quantities
that are calculated ab initio.

It is more convenient to Fourier transform all quantities to a frequency and wave-
vector basis using the following convention:

W, o) = 3 600 W (g, w)e i+ 6

3.19
2 , (319)

where G is a reciprocal lattice vector and q is a vector in the first Brillouin zone. The
screened interaction is related to the dielectric matrix by:

WGG’ (q7 U)) = 85‘}," (q> U))V(q + G/)> (320)
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where the Fourier transform of the bare Coulomb interaction takes the usual form
v(q) = 4mt/(V|q|*), V being the crystal volume. Adopting this formalism, the
components with G # G’ generate the local fields.

Finally, when the vertex is neglected as in Eq. (3.8), the dielectric matrix is related to
the polarizability, P, by:

€gq (4, ®) = Ogg —v(q + G) Pge (¢, 0), (3.21)

which is nothing but the usual RPA when Eq. (3.9) is used to compute P.

In the PPMs of Godby and Needs [45] (GN) and Hybertsen and Louie [31] (HL), the
imaginary part of e ., (¢, ) is approximated in terms of a delta function centered at
the plasmon frequency . (¢) with amplitude Agg (¢), i.e.:

Slege (4. 0)] = Age (9) x [8(0—0g (9))—d(w + Bge (9)))- (3.22)

The real part can then obtained by means of a Kramers—Kronig relation, and
becomes:

QZGG’ ()

g ~1 7 = 4 .
‘R[SGG (q7 (’0)] 6GG + (DZ— G)G(;f z(q)

(3.23)

where Q¢ (q) = —Age (9) Dl (4)-

The approximation given by Eq. (3.22) is quite reasonable, since experiments and
first-principles analysis reveals that 3[Qg (¢, w)] is generally characterized by a
sharp peak in correspondence to a plasmon excitation at the plasmon frequency, at
least for low momentum transfers, q.

At this point, one defines a set of physical constraints to determine the parameters
entering Eqs. (3.22) and (3.23). The GN and HL PPMs differ in the choice of the
particular physical properties or exact relations they aim to reproduce.

In the GN approach, the parameters of the model are derived so that e (¢, ®)
is correctly reproduced at two different frequencies: the static limit (o = 0) and an
additional imaginary point located at the Sommerfeld plasma frequency iw,
where w, = \/4mQ with o the number of electrons per volume [46]. After some
algebra, the following set of equations defining the plasmon-pole coefficients can

be derived:

A (9) = e (4,0 = 0)—dggr

2 Age'(9)
Plege (g0 = 0)—egp (g, i0,)

“1]. (3.24)
Qe (q) = —Age (q) D2 (q)

In the HL model, the PPM parameters are calculated so as to reproduce the static
limit exactly and to fulfill a generalized fsum rule relating the imaginary part of the



3.3 Practical Implementation of GW and Recent Developments Beyond | 43

exact 86};, (¢, w) to the plasma frequency and the charge density [47, 48]. The final

expression for the PPM parameters are:

G)- Gn(G-G'
QZGG’(‘I) = (”12: (q+|q)+(é1|j- ) (n(O) )
N Q2 .,
Dge (9) = 500,—35(5,13» =) (3.25)
Age (@) = _ggzz:((g))

Models based on Egs. (3.22) and (3.23) have a number of undesirable features,
despite their success. For instance, for some elements with G # G’, the plasmon
poles @ (¢g) can become very small or even imaginary which is somewhat
unphysical [31].

Two more recent PPM approaches due to Von der Linden and Horsch [49] (vdLH)
and Engel and Farid [50] (EF) are expected to be more accurate. The vdLH PPM is
derived starting from the spectral decomposition of the symmetrized inverse
dielectric matrix:

~ lg+G'| _
Ege (4, 0) = maaéf(‘b o), (3.26)

by assuming that the frequency dependence is solely contained in the eigenvalues
(see Ref. [49]). The disadvantage of the vdLH approach is that it satisfies the fsum rule
only for the diagonal elements. In the EF PPM, the eigenvalues and the eigenvectors
are frequency dependent, and derived from an approximation to the reducible
polarizability which is exact both in the static- and high-frequency limit. For further
details on this plasmon-pole technique, see Ref. [50].

Since the frequency convolution in Eq. (3.18) can be carried out analytically once
the plasmon-pole parameters are known, the PPM technique is an ideal tool for initial
convergence studies. It usually proves to be accurate to within 0.1-0.2 eV for states
close to the Fermi level, when compared to results obtained with a costly numerical
integration of X [27]. On the other hand, the accuracy worsens for states far from
the gap, especially for low-lying states. To analyze physical properties depending on
these, it is necessary to avoid PPM methods, and calculate the frequency dependence
of W explicitly.

A straightforward numerical evaluation of Eq. (3.18) is problematic due to the
fact that G and W both have poles infinitesimally above and below the real axis.
Therefore, a straightforward integration algorithm along the real axis would need
evaluations of the integrand precisely in the region where it is ill-behaved.
An alternative route to evaluating Eq. (3.18) traces back to the earliest GW
calculations for the homogeneous electron gas [51]. The Green’s function G and
the screened Coulomb interaction W are analytic functions (except along the real
axis) and can consequently be analytically continued to the full complex plane.
The strategy is to use a deformation of the contour of integration in order to avoid
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Figure 3.3 (online color at: www.pss-b.com) Schematic representation of the contour of
integration in the complex @’ plane used to evaluate X(w). The poles of the integrand are shown
as circles. Only the poles due to Green'’s function that lie inside the path contribute to the final
result.

having to deal with quantities close to the real axis as much as possible. Instead of
evaluating the integral along the real axis, one evaluates the integral along the
imaginary axis, and then adds the residues arising from the poles enclosed in the
contour depicted in red in Figure 3.3.
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The Extrapolar Method

GW calculations are computationally very demanding. Two major steps in these can
be distinguished: the calculation of the polarizability and the evaluation of matrix
elements of the self-energy. The quantities involved are not only non-local (two plane-
wave indices), but also involve summations over all states (occupied and empty).
Recently, Bruneval and Gonze [52] proposed an acceleration scheme to improve the
convergence with respect to the number of states. The main idea is to replace the
poles arising from the eigenvalues of empty high-energy states with a single (average)
pole, which carries all the spectral weight above a certain cutoff for states. Note that
the extrapolar technique was first introduced in the optimized effective potential
framework [17] and in a preconditioning scheme [53].

Both in the polarizability and in the self-energy, the expressions to be evaluated
contain a sum over wavefunctions in a numerator and energy differences in a
denominator. If we were able to factor a simple common denominator out of the sum,
it would be straightforward to eliminate the wavefunctions in the numerator, above
some cutoff band index, N, by using the closure relation:

> Ib)(bl=1- 3 |b)bl. (3.27)

b>N, b<N,



3.3 Practical Implementation of GW and Recent Developments Beyond

Treating the denominator of the remainder (now dependent on all states b < Ny) is
the delicate part, which requires careful consideration.

3.3.4.1 Polarizability with a Limited Number of Empty States
Using time-reversal symmetry, the truncated expression for the independent-particle
polarizability in reciprocal and frequency space reads

Poge: (4:) = - QZ > MFg+G)MP(g+G))
k N<b<Nb
<N, (3.28)

1 1
« { _ |,
O—(Ek—Ehk—g)—1M  O—(Epp_g—Euk) + M

where Q is the volume of the unit cell, 1 is a positive infinitesimal, N, is the number
of valence states, Ny is the number of k-points in the Brillouin zone, and the index
k runs over the k-points of the Brillouin zone. The matrix elements:

M (q+G) = (Yo [e 0T "y, (3.29)

are the so-called oscillator strengths.

The extrapolar method proposes that the empty states above the truncation index,
Np, all have the same energy. In this case, the dependence with respect to index b is
removed in the denominator and one can apply the closure relation to the numerator
in order to get rid of any dependence on this index. This procedure adds a term to the
usual truncated expression for Py. The correction consists of two terms:

AGG’ q,® N QZ Z ka|e (6-6) '|1pvk>

v<N,

1 1
X — T — ;
|:(D_(8Vk_epu)_"] w_(epo_EVk)+ln

(3.30)
NQ > MF(g+G) MY (g+G))
LA PA
v<N,
1 1
X
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which are now free of any dependence on states above N,. Instead they contain an
“average” energy € p, which represents the omitted part of the eigenvalue spectrum by
a mean value. The best value for €p, can be easily determined by a trial-and-error
procedure or in a more elegant manner by considering the fulfillment of the fsum
rule for Py(w).
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3.3.4.2 Self-Energy with a Limited Number of Empty States
An analogous procedure can be applied to the correlation part of the self-energy:

i
3. = Wee (4, 0)—dgev(g+G
(e = e30) ) MN’(QL%;G[ 66/ (4-©') 065 (4 + G)
, , - (3.31)
M@ GME @G

O —Epp_q + Epr T M

)

where 1) is a positive infinitesimal. The sign in front of 1) is plus when the state b’ is
empty, and minus otherwise.

Unlike for the polarizability, a PPM becomes necessary for the self-energy to make
the extrapolar correction tractable. In this context, the PPM is a very good approx-
imation. The final correction reads:

1 QL. (q)v(g+G)
NiQ 4GG’ ZG)(;(;’ (q) [G)GG’ (q) +Es—€hk —lT]]

Ay =
(3.32)
X {ka |GG r|ap, ) — Z M,‘:"' (¢+G) [Mib, (q+ G’)} }

b'<Ny

Again, it consists of two terms that do not depend on any state above Nj. The
introduced average energy €s in the denominators can safely be taken to be equal to
the previously introduced €p,.

3.3.5
MBPT in the PAW Framework

Thanks to the excellent agreement obtained with respect to experiments, pseudopo-
tential (PP)-based methods have for several decades represented a de facto standard for
MBPT calculations. In recent years, however, results obtained with all-electron (AE)
approaches [44, 54] have revealed that a fully consistent treatment of the electronic
degrees of freedom produces GW band gaps that are systematically smaller than PP
results, thus worsening the agreement between Gy W, and experiments. These findings
haveled to quite an intense debate in the scientific literature concerning the reliability of
the PP approach for MBPT calculations (see, for instance, Refs. [55-58]).

Systems with shallow cores or localized d- or felectrons present severe challenges
to PP GW calculations [28, 56, 58-60]. Core-valence exchange is large in these
systems, due to the large overlap of the localized d or fstates (or semicore states) with
lower-lying core states in the same atomic shell. To treat core-valence exchange
consistently it is therefore either important to let the exchange part of the GW self-
energy act on all electrons of one shell [56, 58, 59] — which can be very expensive
computationally — or to build the exchange interaction into the PP [28, 29].

The PAW formalism introduced by Bléchl in 1994 [61] presents a flexible and
efficient alternative to PPs in G W calculations. It combines the PP framework with an
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AE description and allows for results on a par with AE accuracy at considerably
reduced computational cost. The method takes advantage of several ideas and
techniques developed in the past decades both in the PP and in the AE community.
From the PP approach [62] it inherits the idea of substituting the true Kohn—Sham
wave function \(r) with a pseudized image 1 (r) which can be efficiently expanded in
an extended basis set (e.g., plane-waves). Similar to many AE approaches, PAW
employs atomic orbitals to describe the AE wave function (r) inside non-over-
lapping atom-centered spheres, thus retaining information about the correct nodal
structure of electronic orbitals.

The mapping between the true wave function, |), with its complete and complex
nodal structure around the nuclei, and the fictitious smooth pseudo wave functions,
| ), is defined by the linear transformation: [\p) = 7). 7 is given by the identity
operator plus a sum of localized terms, 7 ,, only acting within the atomic spheres Q,
centered on atomic sites a:

T=1+) 7. (3.33)

A schematic representation of the division of the unit cell employed in the PAW
method is shown in Figure 3.4.

The linear transformation within each augmentation region Q, is defined by
specifying a set of functions, {¢{}, which form a complete basis set within €.
This set of functions serves as a basis set for the expansion of the true electronic wave
function in each augmentation region with coefficients cf:

W) =D ele) i Q. (3:34)

A possible and natural choice for the basis set {¢{ } are the solutions of the radial
Schrédinger equation for the isolated atom. In this case the index i is a contracted
notation for the atomic position R,, the angular momentum quantum numbers
(I,m), and an additional index n used to label solutions with different energy.
The final expression for the linear transformation is given by [61, 63]

T =1+ (0516 pf- (3.35)

Full quantity Standard Radial Plane-wave
plane-wave ion-centered  contribution
part grids in spheres

Figure 3.4 (online color at: www.pss-b.com) Schematic representation of the division of the unit
cell employed in the PAW method.
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where the auxiliary pseudo partial waves | q?g) equal the AE counterparts |$?) beyond
the radius r? of the PAW sphere, and are used to expand the pseudized function | 15 )
inside the augmentation sphere. The atom-centered projector functions |p,%) are
strictly localized inside the spheres and obey the orthogonality property:

(51 ) = 85 (3.36)

The matrix elements of a local or semilocal operator A between two AE wave
functions can be efficiently and accurately evaluated by employing the linear
transformation 7 given in Eq. (3.35). After some algebra one obtains:

(WIANY) = (0 JAID) + (0 B (01l Aly) — (il Al s ). (3.37)

i

The first term in Eq. (3.37) has the same mathematical structure as the expression
present in the PP formalism. As it involves only the “smooth” part of the wave
function, it can be evaluated either in real or reciprocal space, depending on the
nature of A, by changing representation through fast Fourier transform techniques.
The second term involves the onsite matrix elements of the A operator between AE
and pseudo partial waves. It can be evaluated either by employing radial and angular
meshes in real space or by expanding the operator A in terms of angular momenta.

Within the PAW formalism, the oscillator strengths, — i.e., the basic ingredients
required to evaluate P°(w), and the matrix elements of 3(w) — can be obtained by
means of the following equation [64]:

(Wit gle™ 0Ty ) = <‘prqu‘ a*6)rp,, )+ Z Vik—qlP;) <P1be ye 4t @) ki

i

< [(e O rlgy) — (Gife 0O |

mz i)Y ( q+G>Glmszﬁ<|q+G| ) (D Dy~ P, g )r (338

where the plane wave has been expressed in terms of Bessel functions ji(x) and real
spherical harmonics ), (G) via the Rayleigh expansion. The symbol Gmi m; 1 usedto
denote the Gaunt coefficient [65], defined by:

Gt = Jyémyinyl;‘,ydg. (3.39)

34
QP Corrections to the BOs at Interfaces

In the DFT approach, the valence and conduction band offsets (VBO and CBO,
respectively) are conveniently split into two terms:

VBO = AEPFT + AV, (3.40)
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CBO = AEPTT 4 AV. (3.41)

The first term AEPFT (resp. AEP™T) on the right-hand side of Eq. (3.40) [resp.
Eq. (3.41)] is referred to as the band-structure contribution. It is defined as the
difference between the valence band maximum (VBM) (and the conduction band
minimum (CBM), respectively) relative to the average of the electrostatic potential in each
material. These are obtained from two independent standard bulk calculations on the
two interface materials. Alternatively, these can be obtained from an analysis of the
local density of states [66]. The second term AV, called the lineup of the average of the
electrostatic potential across the interface, accounts for all the intrinsic interface
effects. It is determined from a supercell calculation with a model interface.

Despite the limitations of DFT in finding accurate eigenenergies, the VBOs are
often obtained with a very good precision, in particular for semiconductors [67]. This
has opened an indirect route to computing the CBOs through the experimental band
gaps using:

CBO = AEZ® + VBO. (3.42)

Note that this equation is equivalent to applying a scissor correction to the
conduction bands on both sides of the interface, as can be seen by inserting Egs. (3.40)
and (3.42):

CBO = AEP™ + AV + (AEP—AE™), (3.43)

and then comparing with Eq. (3.41).

The first QP calculation of the band-offsets (BOs) goes back to the work of Zhang
et al. [68] who were investigating the VBO at the AlAs—GaAs(001) interface. They
assumed that the lineup of the potential AV is already well described within DFT,
arguing that QP corrections would not affect AV since it only depends on the long
range electrostatic potentials. The latter are well-known functions of the electronic
densities, which are given quite accurately by DFT.

Recently, the many-body effects on AV have been explicitly investigated [69].
This was done by comparing the electronic density and the resulting
AV calculated within DFT and QSGW for a small model of the Si/SiO, interface
illustrated in Figure 3.5(a). It was found that the QSG W results differ only slightly
from DFT. The change in planar average of the electronic density, o, was at most 1
me/a.u. in the interface region, as illustrated in Figure 3.5(b). This lead to a
variation in the macroscopic average of the local potential V [Figure 3.5(c)] smaller
than 45meV in that region. However, the net difference between the bulk
materials, which is relevant for the lineup of the potential AV, was less than
12meV. It was thus concluded that the interfacial charge density and, conse-
quently, the associated dipole moments are well described within DFT, justifying
the assumption that the lineup of the potential can be taken to be the same as in
DFT. For metal-insulator or metal-semiconductor interfaces, this assumption still
needs to be carefully checked.
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Figure 3.5 (online color at: www.pss-b.com) (middle panel) and the macroscopic average of
Small model of the Si/SiO, interface (upper the local potential V (lower panel). The density
panel) used in Ref. [69] to compute the and the potential are expressed in me/a.u. and
difference between DFT and QSGW for the in meV, respectively.

planar average of the electronic density o

Assuming that AV can be taken from DFT, only the band-structure contribution is
modified by QP corrections:

VBO = AEQ® + AV = AEP*T 1 A(SE,) + AV, (3.44)

CBO = AER® + AV = AEPFT 1 A(BE,) + AV, (3.45)

where 8F, = EQ*—EPFT (resp. §F, = EQ®—EPFT) is the QP correction at the VBM
(resp. CBM) and A(JE,) [resp. A(OE,)] is the corresponding difference between the
two materials. Itis important to stress that these corrections, which are obtained from
bulk calculations, are the only additional ingredients that are required when DFT
calculations of the VBO and CBO already exist.

Interestingly, for various semiconductor interfaces, the QP corrections of the band
edges are found to be almost the same on both sides [68, 70] leading to A(SE,) <
0.2eV in Eq. (3.44). As a result of this cancellation of errors, DFT is quite successful
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for these interfaces [67] with errors ranging from 0.1 to 0.5 eV, despite the limitations
mentioned above. This relative success of DFTexplains why it has been widely used to
predict the VBO for a wide range of interfaces. And, when needed, the CBO was also
predicted using a simple scissor operator to correct the band gap to the experimental
value. This assumption was further motivated by the fact that MBPT calculations
going beyond GW by including an approximate vertex correction (G WI') showed that
the VBM remained at its DFT value for silicon, with the whole correction going to the
conduction bands [30, 71].

However, when it comes to semiconductor-insulator or insulator-insulator inter-
faces, it appears that the errors to the VBO can be much more important in
DFT. For instance, for the Si/SiO, interface, the VBOs are calculated to be
2.3-3.3eV [66, 72-74] in noticeable disagreement with the experimental results of
4.3eV [75, 76]. In contrast, for the Si/ZrO, and Si/HfO, interfaces, the calculated
VBOs for the stable insulating O-terminated interfaces are around 2.5-3 eV [77-81],
in reasonable agreement with experiment (2.7-3.4 eV) [82-90]. For these interfaces,
scissor-corrected DFT has also been used to predict CBOs of about 1.7-2.2 eV, which
compare quite well with the experimental values (1.5-2 eV) [87-90]. It seems that the
cancellation of errors may vary strongly from one system to another, emphasizing the
need to go beyond DFT by including QP corrections. Interestingly, hybrid functionals
have been shown to give very good VBOs and CBOs compared to experiment for both
the Si/SiO, and Si/HfO, interfaces by tuning the fraction of HF exchange for each
bulk component to reproduce the experimental value of the band gap [9, 10].

For the Si/ZrO, interface, a QP correction of about 1.1 eV to the VBOs has been
extracted from GW calculations for Si[70] and ZrO, [91] and used together with the
experimental band gap to correct DFT BOs in several works [92, 93]. For the Si/HfO,
interface, the same correction as for Si/ZrO, has been adopted [94] since there were
no GW calculations available for HfO,. Such an assumption seems quite reasonable
given the analogous electronic structure of ZrO, and HfO,. However, for both Si/
ZrO, and Si/HfO, interfaces, the VBOs obtained by applying this correction are too
large (and as a consequence the CBOs too small) with respect to the available
experiments [92-94].

This discrepancy can be traced back to the fact that, while the QP corrections to
the gap O E,are not very sensitive to the choice of the PPM [64], the absolute values of
OE, and 8E, may vary from one PPM to another, as reported in Refs. [69, 95]. The
results of Ref. [69] for Si and c¢-SiO, and those of Ref. [95] for c-ZrO, are
summarized in Table 3.1. Since a precise knowledge of the QP corrections at
the band edges is required for BO calculations, it is necessary to go beyond PPMs, by
taking the frequency dependence of W into account explicitly. This can be done by
using the CD method (see Section 2.3). The comparison between the CD and PPM
results for a given system allows one to validate a PPM for further study of similar
systems. Interestingly, the PPM proposed by GN [45] seems to lead to QP
corrections in excellent agreement with those of the CD method (see Table 3.1),
atvariance with the other PPMs. Further investigation is still required to generalize
this finding.
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Table3.1 QP corrections (in eV) at the VBM (E,), at the CBM (OE), and for the band gap (OE,) for
Si, c-SiO; (from Ref. [69]), and c-ZrO, (from Ref.[95]). The corrections are calculated within e-QSGW
using the PPMs proposed by HL [31], vdLH [49], GN [45], EF [50], and without PPM using the CD
method.

HL GN vdLH EF Ccbh
Si dE, —0.6 —0.4 —0.6 —0.6 —-0.4
OE. +0.1 +0.2 +0.1 +0.1 +0.2
O, +0.7 +0.6 +0.7 +0.7 +0.6
¢-Sio, SE, -2.6 -2.0 -25 -23 -1.9
OE. +1.3 +1.5 +1.1 +1.2 +1.5
OF; +3.9 +3.5 +3.6 +3.5 +3.4
c-Zr0, OE, —-1.1 —-0.5 - - —0.7
OE, +1.3 +1.4 - - +1.4
O, +2.4 +1.9 - - +2.1

It is important to note that, rigorously, the QP corrections on the BOs should be
calculated using the same PPs and the same exchange-correlation approximation as
for the interface calculations. Indeed, the QP corrections are much more sensitive to
these approximations than the band gap. Therefore, extreme caution should be applied
when the QP corrections to DFT BOs are not calculated using the same approxima-
tions (e.g., in the PP, the exchange-correlation approximation, and the PPM).

Once this is carefully taken into account, the QP corrections can be calculated. It
is also interesting to analyze the effect of including vertex corrections. The results
reported in Ref. [69] for Si and c-SiO,, and in Ref. [96] for c-HfO,, are summarized
in Table 3.2. While e-QSGW leads to a lowering of the VBM of Si compared to the
DFTresult (O, < 0), the inclusion of vertex corrections brings it back to roughly its
original value with a small shift upwards of 0.1eV, with all of the QP correction
being on the conduction band. A similar result was also found previously [30, 71].
For HfO,, the vertex correction acts in the same way though in this case the shift to
the VBM is slightly larger (0.2 eV downwards). The results for Si and c-HfO, give
some motivation to the use of a scissor operator to compute the CBO within DFT.
However, for ¢-SiO,, the results are very different. First, the VBM is also raised
when including the vertex, but it definitely does not regress to the DFT level. This
indicates that in Si and ¢-HfO,, the recovery of the DFT VBM with the vertex is a
coincidence. It also definitely rules out the use of a simple scissor operator for the
computation of the BOs, unless further checks or refinements are made.

Finally, using Eqs. (3.44) and (3.45), the BOs can be computed within MBPT at
the GWand GWT levels. The results reported in Refs. [69, 95] compare very well
with the experimental ones. Within e-QSGW the agreement is excellent for both
the VBO and CBO (less than 0.3 eV difference). The effect of the vertex correction
is less than 0.1 eV on the BOs. This results from a cancellation of the effects on
each side of the interface. Indeed, in Eqs. (3.44) and (3.45), it is the difference
between the QP corrections in both materials [A(JE,) and A(SE;)] that matters. As
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Table3.2 QP corrections (in eV) at the VBM (E,), at the CBM (OE,), and for the band gap (0E,) for
Si, ¢-SiO; (from Ref. 69), and c-HfO, (from Ref. [96]). The corrections are calculated using e-QSGW
and e-QSGWT (the e-QS are omitted below).

Si ¢-SiO, c-HfO,
GwW Gwr Gw GwI GwW GwI
OE, —-0.4 +0.1 -19 -1.3 —-0.6 —0.2
SE, +0.2 +0.7 +15 +1.8 +1.1 +1.6
O, +0.6 +0.6 +3.4 +3.1 +1.7 +1.8

can be seen in Table 3.2, this difference is typically less than 0.1 eV for the couples
Si/Si0, and Si/HfO,.

The effect of the vertex correction is very small compared to standard GW
calculations. For the homogenous electron gas and atomic systems, it has been
shown [97] that the local vertex correction of Del Sole et al. generally causes a large
unphysical upward shift in the absolute values of band energies (and total energies).
However, the relative changes in the QP energies obtained using Go WyI" are very
small compared to Gy W, results. The large shift can be attributed to an unphysical
feature of the spectral function of the self-energy, which can come to have the wrong
sign after a given energy. In the absence of non-trivial external electromagnetic fields,
the spectral function of X should be strictly positive (negative) definite for frequen-
cies below (above) the Fermi energy. A demonstration of this failure for the
homogenous electron gas is given in Figure 3.6.

T

0.20

010

0.05 |

~sign(w-gg) Im[Zy(w)]

-5 0 5 10 15 20 25 30
w/e,

Figure 3.6 (online color at: www.pss-b.com)  GoW,T fails to be positive definite from the inset
The imaginary part of the self-energy in jellium  arrow onwards, after which it goes to a negative
for r, = 2.0 and k = 0.5kr. This is the spectral ~ minimum and then slowly decays back to zero.
function of 3. Plotted in this way, it should be  The spectral function from GoW,, in contrast,
positive definite everywhere. The curve for has no such behavior and has the proper limit.
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In contrast, as can also be seen from Figure 3.6, there is no such failure for the
implementation of the vertex only in the screened interaction, i.e., Go V?/O. Ironically,
this is actually more time-consuming to implement in any existing code, as it requires
an extra matrix multiplication before the calculation of the dielectric matrix. How-
ever, the bandwidth of metals compares better to experiments with this implemen-
tation, and it has also recently been used in Bethe-Salpeter calculations on molecules
and metal clusters to good effect [98, 99]. These results indicate that the G, V?/O vertex
might yield better BOs, and the utility of this type of simple vertex correction certainly
merits further study.

3.5
QP Corrections for Defects

Despite the methodological advancements discussed in previous sections it is still
computationally challenging to compute total energies in GW and MBPT and no
calculation for a defect has been reported so far.

The conventional way of obtaining defect formation energies, namely by calculating
the total energy difference between the defective and a reference system [100], is
therefore unavailable. Defect formation energies become accessible in GW again by
realizing that QP energies correspond to electron additionand removal energies. Since
the ionization potential and the electron affinity can be expressed in terms of total
energy differences the formation energy of a defect can be formally rewritten as the
successive charging of a lower (or if more convenient, higher) charge state [101, 102].

The formation of a neutral and a positive from a 2+ charge state is depicted
schematically in Figure 3.7. For the example of the positive charge state this process
reads mathematically

EL(+,er)=A(+,RY ,RY, )+ A(2+,RD,)

(3.46)
+ EJ;(Z-F ,E€F = 0) +€F,

T [ A®

L5 +
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R, R, Ry

v

configuration coordinate

Figure3.7 (online color at: www.pss-b.com) Formation of the neutral Si; from the 2+ charge state.
A and A, are short for the electron affinities A(+, Ro) and A(2+, R, ) (see text), respectively,
and R, denotes the atomic positions in charge state g.
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where E’,;( +,¢p) and Ej,;(2+ ,&f = 0) are the formation energies of the + and 2+
and &5 the Fermi energy. R? denotes the atomic coordinates of defect D in charge
state q. A(2+,R},) defines the vertical electron affinity of the 2+ state
E(+,R;,)—E(2+,R}. ) (step 1 in Figure 3.7), referenced to the top of the valence
band, whereas A(+, R” , R}, ) gives the subsequent relaxation energy in the positive
charge state E(+, R" )—E(+, RY,) (step 2). The formation energy of higher charge
states follows analogously.

Having split the formation energy into an electron addition and a lattice part, the
most suitable computational technique can be employed for each part. For electron
affinities (change in charge state at fixed geometry) we apply the GW approach. For
relaxation energies (change of geometry in the same charge state) we retain DFT. Since
the scheme has to be anchored on the formation energy of atleast one charge state that
cannot be corrected by GW (the 2+ in our example) the GW-correction approach
depends on the quality of this formation energy and its associated valence band
maximum (the reference for the Fermi energy). This is a weakness of the scheme and
implies that relative formation energies (i.e., charge transition levels for which this
dependence cancels exactly) are more accurate than absolute formation energies.

Applied to the self-interstitial in silicon the GW scheme corrects the DFT-LDA
formation energy of different neutral configurations (see Figure 3.8) by ~1.1
eV [102] in good agreement with diffusion Monte Carlo calculations [103, 104].
Forthe + — 0charge transition level of a phosphor vacancy at the InP(110) surface
the GW-corrected value of 0.82eV is in much better agreement with the experi-
mental value of 0.75+0.1eV than the DFT-LDA charge transition level of

a) split <110= b) hexagonal

Figure 3.8 (online color at: www.pss-b.com) (a) Split <110>, (b) hexagonal, (c) Gs,, and (d)
tetrahedral configuration of the Si;. Defect atoms are shown in red and nearest neighbors in gray.
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0.47 eV [101]. A long-standing problem was solved for silicon dioxide, where DFT-
LDA favors the diffusion of charged oxygen interstitials, in clear disagreement with
available experimental results. Agreement with experiment is recovered by apply-
ing the GoWj-correction approach, which substantially increases the formation
energies of the negatively charged interstitials, leaving as dominant self-diffusion
mechanism the neutral one [105].

The decomposition presented in the previous paragraphs supposes that the
electronic states calculated in GW correspond to total energy differences. At present
this assumption is not verifiable numerically, because GW total energies cannot be
calculated for the defect systems athand. The lowest excitation energies can, however,
be expressed in two different ways. The electron affinities that enter in our discussion
above can alternatively be seen as the ionization potential of a system with one extra
electron:

Io=Ep(+)—Ep(0) =A,. (4.47)

While excitation energies calculated with the exact self-energy would satisfy
Eq. (4.47) those from approximate self-energies — like GW — do not. This is shown
in Figure 3.9 for the C split interstitial in silicon carbide (3C-SiC) in the neutral
geometry. The first red dashed line is the electron affinity of the interstitial in the 2+
charge state (Az4 ), while the second red dashed line corresponds to the ionization
potential of the + charge state (I ). If Eq. (4.47) was satisfied in these GW defect
calculations the two lines would be equal. Instead they differ by 0.19 eV [106]. The
excitations A ; and I, (represented by the orange dashed lines) differ by 0.25 eV. This
is not much, but noticeable.

CBM

219 eV

VBM -

Figure 3.9 (online color at: www.pss-b.com) inset). The occupied levels are depicted as a
Defect level position for C split interstitial in 3C-  dotted line, the empty ones as a dashed line, and
SiC evaluated within GW for different charge their mid values as a solid line. The transition

states (24, +, and 0). The atomic structure is  energy is indicated in red for 2+ /+ and in
fixed to the geometry of the neutral state (see  orange for + /0.



3.6 Conclusions and Prospects

How can we reconcile this discrepancy? Slater [107] already identified this issue
in the 1970s in DFT and HF calculations. He proposed to consider the total energy
as a continuous function of electron number and to expand up to second order
between integral numbers of electrons. The total energy difference in Eq. (4.47)
can then be written as the energy of the highest occupied (or lowest unoccupied)
state at half occupation. Equivalently, one could write this as the mean value
between the energy of the highest occupied state of the neutral system and the
energy of the lowest unoccupied state of a positively charged system. Since GW
calculations at half occupation are not straightforward, the latter is more appli-
cable. For the point defect from Figure 3.9 this then gives the following transition
energies Ecw(2+/+) = E,+0.53eV and Ecw(+ /0) = E,.—0.80eV=E, +1.39
eV. We see that the last equality only holds when performing the mean value
technique, which reconciles the slight discrepancy between total energies and QP
levels that exists in the GW formalism.

3.6
Conclusions and Prospects

The improvements discussed in this review are now available in several popular
simulation packages, and have increased the speed of MBPT calculations. This has
enabled the study of larger systems and more complex problems, such as
interfaces and defects. We have illustrated this by presenting some recent MBPT
results, while trying to highlight the main difficulties and caveats. It is to be
expected that many more calculations on interfaces and defects relying on MBPT
will follow.

As a final remark, it should be mentioned that DFT (or popular flavors of DFT) may
fail to predict the correct geometry of certain interfaces or defects. In such cases, the
energy levels (be it the VBM, the CBM, or defect levels) computed from MBPT could
also be wrong. In order to avoid such problems, it is highly desirable to be able to
compute the energy and the forces self-consistently from many-body theories for
supercells ranging from 100 to 200atoms. This is an important aim of future
developments in MBPT implementations.
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4
Accelerating GW Calculations with Optimal Polarizability Basis

Paolo Umari, Xiaofeng Qian, Nicola Marzari, Geoffrey Stenuit, Luigi Giacomazzi,
and Stefano Baroni

4.1
Introduction

Density-functional theory (DFT) has grown into a powerful tool for the numerical
simulation of matter at the nanoscale, allowing one to study the structure and
dynamics of realistic models of materials consisting of up to a few thousands atoms,
these days [1]. The scope of standard DFT, however, is limited to those dynamical
processes that do not involve electronic excitations. Moreover, its time-dependent
extension [2], which has been conceived to cope with such processes, still displays
conceptual and practical difficulties.

The most elementary excitation is the removal or the addition of an electron from a
system originally in its ground state. These processes are accessible to direct/inverse
photo-emission spectroscopies and can be described in terms of quasi-particle (QP)
spectra [3]. In insulators, the energy difference between the lowest-lying quasi-
electron state and the highest-lying quasi-hole state is the QP band gap, a quantity that
is severely (and to some extent erratically) underestimated by DFT [4].

Many-body perturbation theory (MBPT), in turn, provides a general, though
unwieldy, framework for calculating QP properties and other excitation (such as
optical) spectra [3]. A numerically viable approach to QP energy (QPE) levels (known
as the GW approximation, GWA) was introduced in the 1960s [5], but it took two
decades for a realistic application of it to appear [6, 7], and even today the numerical
effort required by MBPT is such that its scope is usually limited to systems of a few
handfuls of inequivalent atoms. The two main difficulties are the necessity to
calculate and manipulate large matrices representing the charge response of the
system (electron polarizabilities or polarization propagators) [8], on the one hand, and
that of expressing such response functions in terms of slowly converging sums over
empty one-electron states [8, 9-11], on the other hand. Recently, we addressed both
problems. In a first work [8] we introduced a method to significantly reduce the
computational and memory loads of GWA calculations through the introduction of
optimal basis sets for representing polarizability operators built upon Wannier-like
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orbitals [12-14]. Then, in a following communication [15], we proposed an approach
to obtain fully converged GWA calculation avoiding at the same time any sum over
empty states. In the same work we explained how also optimal polarizability basis sets
can be constructed without explicitly evaluating empty states.

In this review, we present the strategy we have conceived for obtaining optimal
polarizability basis sets and for calculating QPE levels, still considering sums over
empty states. The paper is organized in this way: in Section 4.2 we briefly introduce the
GW approximation, in Section 4.3 we describe our method for constructing optimal
polarizability basis sets and for performing GWA calculations in isolated and extended
systems, in Section 4.4 we validate our method by considering the benzene molecule,
crystalline silicon, and a model of vitreous silica, in Section 4.5 we use our method for
studying the electronic properties ofamodel of quasi-stoichiometricamorphousssilicon
nitride and of its point defects. Conclusion and perspectives are drawn in Section 4.6.

4.2
The GW Approximation

QP energies and QP amplitudes (QPA) are eigenvalues and eigenvectors of a
Schrédinger-like equation (QPEq), which is similar to the DFT Kohn—Sham equation
with the exchange-correlation potential, V,(r), replaced by the non-local, energy-
dependent, and non-Hermitian self-energy operator, 3 (r, ', E) (a tilde indicates the
Fourier transform of a time-dependent function):

(— %A 4 Vet Vi + E(En))gn — B, (1), (4.1)

where we are using atomic units (A =1, m=1, and e=1) and V., is the external
(ionic) potential, Vi is the Hartree potential, and E, and &, are the n-th QPE and QPA,
respectively. It is worth noting that the Hartree—Fock equation can be obtained from
Eq. (4.1) by setting:

~ 1”)
> /. E) = — 2 Q(L
(1‘,1’, ) € ‘I’—I’" )

(4.2)

where g is the one-particle density matrix and e is the elementary charge.
The next level of approximation is the GWA [5] where X is the product in time of
the one-electron propagator, G, and of the dynamically screened interaction, W:

Sew(r, v;t) = iG(r, vt +m)W(r,r'; 1), (4.3)

where 1) is a positive infinitesimal and W is expressed in terms of the bare Coulomb
interaction v(r,r’) and of the reducible polarizability operator I1(r,r’; t):

W=v+v-II-v, (4.4)

where we indicate with a dot the product of two operators, such as in

vy, 1) = [dr'v(r, )y (', ;).



4.2 The GW Approximation

Then, the reducible polarizability operator is obtained from the irreducible
polarizability operator P through the following Dyson’s equation:

= (1-P-v) ' P (4.5)

Finally, the irreducible polarizability is given from the product in time of one-
electron propagators:

P(r,v';t) = —iG(r,v;t) G(1',1; —t). (4.6)

The GWA alone does not permit to solve the QPEq, unless G and W are known,
possibly depending on the solution of the QPEq itself.

One of the most popular further approximations is the so-called G°W° approx-
imation, where the one-electron propagator G is obtained from the eigenfunctions
P,(r) and eigenenergies ¢, of a one-electron (usually a Kohn—Sham) Hamiltonian:

G (r,0i7) = Y, (D () e ©70(—1)

- . (4.7)
—iy (0P (r) e *T0(0),

where, referred to the Fermi energy, v and c suffixes indicate valence states below and
conduction states above the Fermi energy, respectively, and 6 is the Heaviside step
function. Now, using the definition of G° in Eq. (4.6) is equivalent to calculating the
irreducible polarizability within the random-phase approximation (RPA) which we
indicate with P°. Then, from Egs. (4.5) and (4.4), we obtain the approximate reducible
polarizability operator I1° and dynamically screened Coulomb operator W*. Finally,
the approximate self-energy operator in the G°W° scheme is calculated through:

Scow (,;1) =1iG (r, s t4+m)W (1,13 1). (4.8)

A further approximation, usually referred to as the diagonal approximation, is
introduced for solving the QPEq: the QPAs are approximated directly with the non-
interacting eigenfunctions:

En(1) = Py (1). (4.9)

This permits to find the QPEs by solving the following self-consistent one-variable
equation:

En ~ s”+<2G°W° (En)>n_<VXC>na (410)

where (4), = (y,|Al,).

The apparently simple G°W* approximation still involves severe difficulties,
mainly related to the calculation and manipulation of the polarizability that enters
the definition of W°. These difficulties are often addressed using the so-called
plasmon-pole approximation [6], which however introduces noticeable ambiguities
and inaccuracies when applied to inhomogeneous systems [16]. A well-established
technique to address QP spectra in real materials without any crude approxima-
tions on response functions is the space-time method (STM) by Godby and cow-
orkers [17]. In the STM the time/energy dependence of the G°W° operators is
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represented on the imaginary axis, thus making them smooth (in the imaginary
frequency domain) or exponentially decaying (in the imaginary time domain). The
various operators are represented on a real-space grid, a choice which is straight-
forward, but impractical for systems larger than a few handfuls of inequivalent
atoms. In the STM, the self-energy expectation value in Eq. (4.10) is obtained by
analytically continuing to the real frequency axis the Fourier transform of the
expression:

(Zew (iv)) ¢Ze€”J (W (), ()W (r, 75 i) drdr’, (4.11)

where the upper (lower) sign holds for positive (negative) times, the sum extends
below (above) the Fermi energy, and QPAs are assumed to be real. For simplicity, in
the rest of the paper, one-particle wavefunctions will be always considered to be real,
which is always possible for time-symmetric systems. By substituting v for W,
Eq. (4.11) yields the exchange self-energy, whereas v -I1-v yields the correlation
contribution, 3¢, whose evaluation is the main size-limiting step of GW
calculations.

4.3
The Method: Optimal Polarizability Basis

Let us suppose that a small, time-independent, orthonormal basis set {®(r)} exists
for representing polarizability operators:

(r,v';it) ZH”" 1)@y (1) Dy (1). (4.12)

Then, the correlation contribution = to the self-energy is given by Eq. (4.11):

(Sc(it))n = F > ey (1) Suiyu SuinO(EL—€1), (4.13)
Iuv
where E{. is an energy cutoff that limits the number of conduction states to be used in
the calculation of the self-energy and:
o2
r—r'|

Then a convenient representation of the polarizability would thus allow QPEs to be

Spiy = an( r)y,(r) @, () drdr'. (4.14)

calculated from Eq. (4.10), by analytically continuing to the real axis the Fourier
transform of Eq. (4.13). Our goal is to shrink the dimension of the polarizability basis
set {®,,(r)} without loss of accuracy. Therefore, an optimal polarizability basis would
allow fast and accurate GW calculations.

We construct an optimal representation in three steps:

i) we first express the Kohn—Sham orbitals, whose products enter the definition of
P°, in terms of localized, Wannier-like, orbitals,
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ii) we then construct a basis set of localized functions for the manifold spanned by
products of Wannier orbitals,

i) finally, this basis is further restricted to a set of approximate eigenvectors of P°,
corresponding to eigenvalues larger than a given threshold.

Let us start from the RPA irreducible polarizability:

(r,7;iw) Z D, r) %5 (i), (4.15)
where
Yo (iw) = 2Re (m) (4.16)
and
D, (1) = Y (), (1) (4.17)

We express valence and conduction QPAs in terms of localized, orthonormal
maximally localized Wannier functions [12, 14]:

(1) = Zumwr)e(—eu)

(4.18)

Z Vcsw (Ec —85)
where E2 < Elisasecond energy cutoff that limits a lower conduction manifold (LCM)
to be used only in the construction of the polarizability basis and the I/ and V matrices
are unitary.

We then reduce the number of product functions from the product, which scales
quadratically with the system size, between the number of valence and the number of
conduction states, to a number that scales linearly. Indeed, we have transformed the
problem of calculating products in real space of delocalized (usually Kohn—Sham)
orbitals in that of calculating products in real space of localized Wannier functions.
We express the ®’s as approximate linear combinations of products of the u’s v’s:

Z OCU rsWrs ‘Wrs| _51) (419)

where:
Ocu,du’ = uuv’vcc’u (4'20)

and the products in real space are given by:
Wis(r) = ur(r)us(r), (4.21)

and | W,,| is the L* norm of W,s(r), which is arbitrarily small when the centers of the u,
and v functions are sufficiently distant, and s; is an appropriate threshold.

The number of basis functions can be further reduced on account of the non-
orthogonality of the W’s. Indeed it is possible to obtain an orthonormal basis for
representing the W’s whose dimension can be significantly smaller that the number

65



66

4 Accelerating GW Calculations with Optimal Polarizability Basis

of retained W’s. This is done through a procedure analogous to a singular value
decomposition. We first define the overlap matrix:

Qur = [ Wole) War) i, (4.22)

where the ¢ and o indices stand for pairs of rs indices. Then, we calculate the
eigenvalues {q,} and eigenvectors {U, } of the matrix Q. It should be noted that the
matrix Q is always positive definite. The magnitude of the eigenvalues is a measure of
the relevance of their corresponding eigenvectors. Indeed an orthonormal basis set
which spans the space of the {W,,} is given by the states &:

\;q_Zuw W, (r). (4.23)
Voo

D, (r) =
An optimal polarizability basis can be obtained by retaining those ®’s for which g,
is larger than a given threshold, s,. We can now write:

D, (1) & Y Oy /G Uvg Py(r), (4.24)

oV

where the indices @’ and V' run only over the elements which have been retained
according to the thresholds s; and s,, respectively.

It is worth noting that the optimal polarizability basis vectors {®,} are the
(approximate) eigenvectors of the polarizability operator P at zero time constructed
with empty states only from the LCM:

P,(I',IJ) = Z(i)vc’ (r)‘i)vc’ (Ij)v (425)
ve!

where ¢’ indicates the empty states belonging to the LCM. As the U/ and V matrices
are unitary, it holds:

P(r,r) m > Wy(r)Wy(r). (4.26)
=

From this equation and from Eq. (4.24), it is easy to show that:
Jdr'P’(r7 )P (1) ~ gDy (1). (4.27)

This means that the construction of the polarizability basis selects the most
important eigenvectors of the polarizability at least at zero time. We have verified,
however, that the manifold spanned by the most important eigenvectors of P° in the
(imaginary) time domain depends very little on time, which permits the use of a same
basis at different frequencies. We have also verified that although the polarizability
basis has been constructed only with empty states from the LCM, it behaves very well
also for representing polarizability operators constructed with much more complete
sets of empty states.
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It should be noted that equivalent optimal polarizability basis sets could be
constructed by choosing s; = 0 and by considering directly products of Kohn—Sham
orbitals without trasforming them into localized Wannier functions. Going through
Wannier functions and discarding small overlaps permits only to speed up the
construction of the polarizability basis set. Indeed, this results into a O(N?) process
instead of a O(N*) process. This means that also for systems presenting delocalized
orbitals it will always be possible to obtain optimal polarizabilty basis sets. However,
in the limit case in which Kohn—Sham orbitals are simply plane waves, the optimal
polarizability basis will be simply a basis of plane-waves. Hence, we expect to find
larger benefits from the use of optimal polarizability basis sets in the case of isolated
materials and in that of extended insulators, while in the limit of small gap extended
systems we do not expect to find significant improvements with respect to the use of
plane-waves basis sets.

Once an optimal basis set has been identified, an explicit representation for the
irreducible polarizability,

(r,7;im) Z Py (i0) @y (r) Dy (1), (4.28)

wv

is obtained. By equating Eq. (4.15) to Eq. (4.28) and taking into account the
orthonormality of the ®’s, one obtains:

Pl (10) = > Teyu Teo ¥ (i0)O(EE—¢, ), (4.29)

cv

with
TCUsM = Jd)cv (r)(I)M(r) dr7 (430)

where the index ¢ runs over all the empty states defined by the cutoff E%. Finally, a
representation for IT is obtained by simple matrix manipulations.

While isolated system can be easily treated by applying in Eq. (4.14) a truncated
form of the Coulomb potential [18], extended ones require some additional steps
which we briefly introduce here. Note that in the present work the Brillouin zone is
generally sampled at the I'-point only. First, it is convenient to introduce the
frequency dependent symmetric dielectric matrix [19]:

£ (i) = 1—v"/2 . P*(iw) - v'/2, (4.31)
where v is the Coulomb interaction. From £*'™ the screened Coulomb interaction W
is given by:

W' (io) = v"/2 - & ™ (i) -v1/2, (4.32)

Because of the long-range character of the Coulomb interaction, the long-wave-
length components, the “head” (G= G =0) and “wings” (G=0, G’ #0), of
€™ (iw) cannot be neglected. As the optimal polarizability basis is orthogonal to
the G=0 component, we calculate €™ (iw) on the representation of the optimal
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polarizability basis plus the G =0 vector. This is done by calculating the head and
wings terms at frequency iw using a linear response approach [20], where optionally
the Brillouin zone can be sampled with denser meshes of k-points [21], and by
projecting the wings over the polarizability basis functions. Then, we extract from W
the long-range part behaving as v:

~ 0,, ~ 1 .

W (i) = 80 o (l0)v

4.33

) G o) b o @
uwv

The contribution to Zc due to the long-range part of W is then given by:

er l‘lf ¥ZJdl’dl‘l 2‘1) wl( )wz(f')wn(l") % (Ssym«,*lzo(i,c)_l)esne(Eé_El)_

|r—r’| G=0G’

(4.34)

As the calculation of such terms closely resembles the evaluation of exchange
terms, we calculate them using the scheme introduced in Ref. [22], optionally using a
denser sampling of the BZ. Finally, the contribution to 2 due to the short-range part
of W is given by:

(ZZ(), = F D> € SuySuy0(Ee—e)
v’ v (4.35)

1/2(85¥m'_1(i17) B vEg og oc' (n))uvi/z,

X v W

where the operator v is calculated first on the polarizability basis:
Vv = (P [v[ D). (4.36)

The evaluation of Eq. (4.36) does not present any difficulty as the polarizability
basis functions @’s are orthogonal to the G = 0 vector.

4.4
Implementation and Validation

Our scheme has been implemented in the QuANTUM-EsPRESsO density functional
package [23], for norm-conserving as well as ultra-soft [24] pseudopotentials, result-
ing in a new module called gww.x which uses a Gauss—Legendre discretization of the
imaginary time/frequencies half-axes, and that is parallelized accordingly. In the
following examples, DFT calculations were performed using the energy functional
from Ref. [25] and pseudo-potentials have been taken from the Quantum-Espresso
tables [23]. We used an imaginary time cutoff of 10 a. u., an imaginary frequency
cutoff of 20 Ry, and grids of 80 steps in both cases. The self-energy was analytically
continued using a two poles formula [17].
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4.4.1
Benzene

We first illustrate our scheme by considering an isolated benzene molecule in a
periodically repeated cubic cell with an edge of 20 a.u. using a first conduction
energy cutoff El =56.7€V, corresponding to 1000 conduction states, and a
threshold on the norm of Wannier products s;=0.1 a.u. We used the norm-
conserving pseudopotentials: C.pz-vbc and H.pz-vbc. The wavefunctions and the
charge density were expanded on plane waves, defined by kinetic energy cutoffs
of 40 and 160 Ry, respectively. In Figure 4.1 we display the dependence of the
calculated ionization potential (IP) on the second conduction energy cutoff used
to define the polarization basis, E%, and on the threshold on the eigenvalues of
the overlap matrix between Wannier products, s,. Convergence within 0.01eV is
achieved with a conduction energy cutoff E% smaller than 30eV (less than 300
states) and a polarizability basis set of only ~400 elements. The convergence of
other QPEs is similar.

In Figure 4.2, we display the convergence of the IP with respect to E%, which turns
out to be quite slow. These data can be accurately fitted by the simple formula:

A

IP(EL) = IP(c0) + R
C

(4.37)

resulting in a predicted ionization potential IP(cc) =9.1 €V, in good agreement with
the experimental value of 9.3 eV [26].

9 T 800

8.9

88

8.7

IP (eV)

86[

Dim pol. basis{#)

Sg (a.u.)

Figure 4.1 (online color at: www.pss-b.com) basis has been constructed with a conduction
Calculated ionization potential of the benzene  energy cutoff E2 = 16.7 eV (red-grey, 100
molecule (solid lines, left scale) and dimension  states), E2 = 28.6 eV (green-light grey, 300

of the polarization basis (dashed lines, right states), and E2 = 38.3 eV (blue-black, 500
scale) versus the s, threshold. The polarization  states).

69



70

4 Accelerating GW Calculations with Optimal Polarizability Basis
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Figure 4.2 (online color at: www.pss-b.com) Calculated ionization potential as a function of the
overall conduction energy cutoff, EL. Black line: experimental value; red line: fit to the calculated
values (green triangles); blue line extrapolated value. See text for more details.

4.4.2
Bulk Si

In order to demonstrate our scheme for extended systems, we consider crystalline
silicon treated using a 64-atom simple cubic cell at the experimental lattice constant
and sampling the corresponding Brillouin zone (BZ) using the I'-point only. This
gives the same sampling of the electronic states as would result from six points in the
irreducible wedge of the BZ of the elementary 2-atom unit cell. We used an norm-
conserving pseudopotential: Si.pz-rrkj. The wavefunctions and the charge density
were expanded on plane waves, defined by kinetic energy cutoffs of 18 and 72 Ry,
respectively. Then, the GW calculations were performed using EL = 94.6 eV (corre-
sponding to 3200 conduction states) and E2 = 33.8 eV (corresponding to 800 states
in the LCM), s;=1.0 a.u. and two distinct values for s, (0.01 and 0.001). For
calculating the head and wing terms of the symmetric dielectric matrix we used a
4 x 4 x 4 grid for sampling the BZ of the 64-atom cubic cell. Then, for calculating the
long-range contribution to the self-energy given in Eq. (4.34), we used a 2 x 2 x 2
grid. In Table 4.1 we summarize our results and compare them with previous
theoretical results, as well as with experiments. An overall convergence within a few
tens meV is achieved with a s, cutoff of 0.001 a.u., corresponding to a polarizability
basis of ~6500 elements. The residual small discrepancy with respect to previous
results [17]is likely due to our use of a supercell, rather than the more accurate k-point
sampling used in previous works.

443
Vitreous Silica

Our ability to treat large supercells give us the possibility to deal with disordered
systems that could hardly be addressed using conventional approaches. In Figure 4.3
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Table4.1 QPEs (eV) calculated in crystalline silicon and compared with experimental (as quoted in
Ref. [17]) and previous theoretical results [17].

Th, Th, prev th expt
Np 4847 6510
Ty —11.45 —11.49 —11.57 —12.5+0.6
Xiv —7.56 —7.58 —7.67
X4 —-2.79 —2.80 —2.80 —2.9, —-3.34+0.2
T 0. 0. 0. 0.
X, 1.39 1.41 1.34 1.25
T, 3.22 3.24 3.24 3.40, 3.05
F’n 3.87 3.89 3.94 4.23,4.1

“Th,” and “Th,” indicate calculations made with s, = 0.01 and s, = 0.001 a.u., respectively, while Np is
the dimension of the polarization basis.

we show the QPE density of states (DOS) as calculated for a 72-atom model of vitreous
silica [27].We used a norm-conserving pseudopotential for Si (Si.pz-vbc) and an
ultrasoft [24] one (O.pz-rrkjus) for O. The wavefunctions and the charge density were
expanded on plane waves, defined by kinetic energy cutoffs of 24 and 200 Ry,
respectively. We used E. = 48.8 eV (corresponding to 1000 conduction states),
EZ =30.2eV (corresponding to 500 states in the LCM), s; =1 a.u. and s,=0.1
a.u. (giving rise to a polarization basis of 3152 elements). We checked the conver-
gence with respect to the polarization basis by considering s, = 0.01 a.u. which leads
to a basis of 3933 elements. Indeed, the calculated QPEs differ in average by only 0.01,
eV with a maximum discrepancy of 0.07 eV. The QP band-gap resulting from our
calculations is 8.5 eV, to be compared with an experimental value of ~9 eV [28] and
with a significantly lower value predicted by DFT in the local-density approximation
(5.6eV).

e

DOs

_—

-30 -20 =10 0 10 20
energy (eV)
Figure 4.3 Electronic density of states for a model of vitreous silica: LDA (dashed line) and GW

(solid line). A Gaussian broadening of 0.25 eV has been used. The top of the valence band has been
aligned to OeV.
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4.5
Example: Point Defects in a-SisN,4

Amorphous silicon nitride (a-Si3Ny) is being widely studied as its mechanical and
electronic properties lead to a wide range of applications [29] In microelectronics,
amorphous silicon nitride (a-Si3Ny4) is used to fabricate insulating layers in triple
oxide-nitride-oxide structures [30]. In particular, because of'its high concentration of
charge traps, a-Si3N, is employed as charge storage layer in non-volatile memory
devices [31]. Moreover, silicon nitride based materials are nowadays proposed for
optoelectronic devices [32]. Due to the non-trivial nature of its structures, first-
principles methods become very important for investigating its properties at the
atomistic scale [33]. We review here how our gww method permitted to investigate the
electronic structure of quasi-stoichiometric a-Si;N, addressing a 152-atoms model
structure [33].

4.5.1
Model Generation

In a-Si3Ny silicon atoms are fourfold coordinated forming almost regular SiNg
tetrahedra. The latter are connected by corners in such a way that each N atom is
shared by three tetrahedra. Nitrogen atoms are threefold coordinated, with the silicon
neighbors arranged at the vertexes of a planar triangle. This results in a quite rigid
network structure. Furthermore the a-SizN, network is supposed to contain not only
corner-sharing but also edge-sharing SiN, tetrahedra [33, 34].

We generated a model of a-Si3N, through first-principles molecular dynamics
using the DFT approach and the exchange and correlation functional of Ref. [25].
Core-valence interactions were described through ultrasoft pseudopotentials [24] for
N and H atoms and through a normconserving pseudopotential for Si atoms. The
electronic wavefunctions and the charge density were expanded using plane waves
basis sets defined by energy cutoffs of 25 and 200 Ry, respectively. The Brillouin’s
zone was sampled at the I'-point. The model structure was generated through first-
principles molecular dynamics starting from a diamond-cubic model of crystalline
silicon which was changed into Si3N4 by addition of N atoms at intermediate
distances between Si-Si neighbors. The initial model structure contained 64 Si and
86 N atoms in a periodically repeated cubic cell. A composition ratio r=[N]/[Si] of
1.34 was chosen slightly differing from the ideal stoichiometry in order to trigger the
formation of defects. We set up the density to the experimental value of 3.1 g/cm? [35].
Car and Parrinello [36] molecular dynamics runs were then performed for obtaining
the model of a-Si3N,. First the system was thermalized at the temperature of 3500 K
for 12ps using a Nosé-Hoover thermostat [37]. Successively, the sample was
quenched for 5 ps down to 2000 K below the theoretical melting point. Finally, the
structural geometry was further optimized by a damped molecular dynamics run. As
the model presented an empty state close to the top of the valence band, we passivated
it by adding to the structure two H atoms in proximity of the two Si atoms which were
threefold coordinated [38]. After structural relaxation, the H atoms moved close to
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two near N sites. We note that the structural and electronic properties of our model
were only marginally affected by the addition of the two H atoms.

4.5.2
Model Structure

We report a picture of the final model structure in Figure 4.4. The main structural
parameters are reported in Table 4.2. The average Si—N bond length equals to 1.730 A
with a standard deviation (std) of 0.060 A. This value is found to be in excellent
agreement with the experimental bond length of 1.729 A [39]. The structure shows
well-defined SiN, tetrahedral units. The average N-Si-N angle equals 109.1° with a
standard deviation of 13°. This is very close to the ideal angle of 109.47° for regular
tetrahedra. Moreover our structure shows also well-defined quasi-planar NSi; units.
The average Si-N-Si angle equals 117.2° with a standard deviation of 15°. This is
consistent with the value of 120° for regular planar NSi; units.

The amount of SiN, tetrahedra and NSi; triangular units is reported in Table 4.3
where we give the coordination numbers in the first-neighbor shells of Si and N
atoms, together with the relative Si-N bond length averages. The majority of Si atoms
is fourfold coordinated and shows an average Si-N bond length of 1.73 A. Few Si

silsl
4
ll'l
sils] ) : :
H ———
} )
II :
# I' -
II o,
X I N |

\ \
N2 N4 sils]

Figure 4.4 (online color at: www.pss-b.com)  coordinated Si atoms are colored in purple and
Balls-and-sticks picture of the a-Si3N4 model. Si yellow, respectively. Twofold and fourfold
atoms and N atoms are colored with dark and  coordinated N atoms are colored in red and
light gray, respectively. Threefold and fivefold green. Hydrogen are colored in pink.
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Table 4.2 Structural properties of our model of a-Si;N, and reference values: average Si—-N-Si and
N-Si—N angles, and average bond length dgn.

/Si-N-Si /N-Si-N dsin (A
model 117.2° (15.1°) 109.1° (13.0%) 1.73 (0.06)
ref. 12009 109.47°° 1.729"

The respective standard deviations are given in parenthesis.
a) Ideal bonding geometry.
b) Expt. (Ref. [39)).

atoms are three- or fivefold coordinated. Correspondingly, almost all nitrogen atoms
are bound to three silicon atoms and only a few show two- or fourfold coordination.
Consequently, our model shows at short-range high topologic and chemical order. We
want now to understand the role of the point defects on the electronic structure.

453
Electronic Structure

For obtaining the polarizability basis we used a cutoff EZ = 30 eV, corresponding to
750 empty states in the LCM, and thresholds s; = 2. a.u. and s, = 0.1. This gave rise to
a polarization basis of 5867 elements. Then for the obtaining the self-energy we chose
a cutoff E} = 45 eV, corresponding to 1500 empty states.

We show in Figure 4.5a the electronic DOS for our model calculated with the GW
approach together with the partial densities of s and p states for the Si and N atoms.
The lowest part of the valence band mainly arises from N 2s states. While the low-
energy side of the upper part of the valence band results from the Si-N bonds, formed
by Si sp® and N 2p orbitals, the high-energy side, which defines the top of the valence
band, consists of N 2p lone pairs. The low-energy side of the conduction band mainly

Table 43 Composition of first-neighbor shells in our model of a-Si;N,.

composition ns; dsin

sil?! 2 1.64 (0.05)
sit! 59 1.73 (0.05)
sil%! 3 1.81 (0.09)
composition ny dsin

NG 3 1.61 (0.03)
NE! 79 1.73 (0.05)
N 2 1.85 (0.09)
NSi;H 2 1.78 (0.02)

Coordination numbers of Siand N atoms are indicated by the superscript number in square brackets.
The number of Siand N atoms found in our model for each coordination are indicated by ns; and ny.
Average Si-N bond length dg;y (A) together with its standard deviation (in parenthesis) is given for
each composition. We used cutoff radii of 2.2 A.
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Figure 4.5 (online color at: www.pss-b.com) (green/double dot-dashed). The highest
(a) Electronic density of states (black) and occupied state is aligned at OeV. Gaussian
partial DOS obtained by projecting electronic broadening of 0.25 eV is used. GW energies are
states onto N 2s (blue/dotted), N 2p (red/ used. (b) Inverse participation ratio (IPR) of

dot-dashed), Si 2s (purple/dashed), and Si 2p  electronic states in silicon nitride.

consists of antibonding states associated to the Si—N bond. We note that the origin of
the bands is analogous to the cases of SiO, (Ref. [40]) and GeO, (Ref. [41]), reflecting
the common type of short-range arrangement of atoms based on the tetrahedral unit.
Similar conclusions were obtained for the electronic DOS calculated through an
approximate density-functional scheme [42] and through a tight binding
approach [43]. Moreover, the calculated valence band is consistent with photoemis-
sion spectra [44].

We focus now on the role played by the defects in the DOS. In Figure 4.6a we give
the partial DOS obtained by projecting the electronic states onto the 1s orbitals of the
two H atoms of our model structure. The partial DOS of H atoms constitutes a very
small contribution to the total DOS of Figure 4.5. In Figure 4.6b and ¢ we show the
partial DOS obtained by projecting the electronic states onto the 2p and 2s orbitals of
the NI and N™ atoms and of the Si®® and Si® atoms. The partial DOS of N atoms
and SiP! atoms do not show features localized near the band edges. At variance, the
partial DOS of the NI*! atoms shows a sharp peak at the top of the valence band, while
the partial DOS of Si?® atoms exhibits sharp peaks close to the bottom of the
conduction band [45]. As Figure 4.6 illustrates, these peaks are originated by N and
Si 2p orbitals of N and Si*! atoms, respectively. Furthermore, the topmost occupied
electronic state and the first empty electronic state are spatially localized around a N?
atom and around a Si®! atom, respectively. By excluding these two defect states, we
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Figure 4.6 Partial DOS obtained by projecting  fivefold (dotted) coordinated Si atoms.

the electronic states onto (a) 1s orbitals of H  The highest occupied state is aligned at OeV.
atoms, (b) 2p and 2s orbitals of twofold (solid) ~ Gaussian broadening of 0.25eV is used.

and fourfold (dotted) coordinated N atoms, GW energies are used.

(c) 2p and 2s orbitals of threefold (solid) and

found a HOMO-LUMO band gap of 4.42eV in excellent agreement with the
experimental value of 4.55 eV of the optical band gap of sputtered a-Si;N, given in
Ref. [46]. However, we note that the band gap is quite sensitive to the adopted
production method and for CVD samples is about 5.3 eV [46]. Yet, the GW method
appears to correctly describe the electronic DOS where simpler LDA calculations fail
giving for our model structure a HOMO-LUMO band-gap of only 2.9 eV, as typical for
LDA calculations in silicon nitride [38, 42].

We now analyze the degree of localization of the electronic states. The localization of
an electronic state y,, can be quantified by the inverse participation ratio (IPR) [38, 47]:

J drfy, (0] w3

IPR, = Q T
| J e, (r)["]
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where Q is the volume of the simulation cell. The larger the IPR the more localized is
the electronic state, so thathighlylocalized /delocalized states show alarge/small IPR.
For completely delocalized states the IPR is equal to unity. In Figure 4.5b we show the
IPR for the electronic states of our model of silicon nitride. We note that the states
close to the band edges corresponding to N?! and Si’®! defects result much more
localized than the other electronic states. These results are consistent with the IPR
data previously calculated for a-SiN, in Ref. [38].

4.6
Conclusions

We have shown how the use of optimal basis sets for representing the polarizability
operator permits to achieve a significant speed up of GW calculations, allowing the
study of large model structures up to a few hundreds of atoms. Therefore it is
appealing to use such scheme for investigating the electronic structure of defects as
density-functional approaches result not to be adequate. The main limitation still
present in our approach is the need of summing over a large number of empty states.
For a discussion of this point and the presentation of a solution we indicate to the
reader Ref. [15].
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Calculation of Semiconductor Band Structures and Defects
by the Screened Exchange Density Functional

S. J. Clark and John Robertson

5.1
Introduction

The local density approximation (LDA) is an efficient method to solve the eigenvalue
equation of the many-body electronic Hamiltonian. The simplicity of LDA is to
represent the exchange—correlation energy E,. as a functional of the electron density,
not the wave function. However, DFT under estimates the band gap of semiconduc-
tors and insulators [1]. Typically, the error is 30%, but the error can be 70% in cases
like ZnO or even negative gaps in cases like InAs. This causes severe problems in the
treatment of point defects and for heterojunction interfaces.

Various methods can be used to correct the band gap problem of the LDA and
generalized gradient approximations (GGA). The first method is the scissors
operator [2], in which the conduction band is just rigidly shifted upwards to fit the
experimental band gap. This is not suitable for defect calculations.

Another correction method is the self-interaction correction (SIC) method of
Perdew and Zunger [3] but this is still difficult to implement [4]. The GW method is
widely used to provide accurate band structures [5-10], but it is very expensive, is
usually too costly for defect calculations using supercells, and it cannot be used
variationally to find geometries.

The LDA + U method has been used to correct band structures in open shell
systems, where an on-site repulsion energy U'is used to open up a gap between spin-
up and spin down electrons [11, 12]. However, this method is only valid for open-shell
systems. It is not valid for the standard closed shell semiconductors and insulators.
For semiconductors with shallow core states such as ZnO, the LDA + U method
can be used to partly correct the band gap, by forcing the Zn 3d states down, and thus
reducing their repulsion from below on the valence band maximum state [13]. Any
use of LDA + U'to fit the band gap of closed shell systems will require an unphysical
value of U.

The local exchange and correlation functionals of LDA and GGA lead to a spurious
electronic self-interaction. The HF method uses a non-local exchange, so thatit can be

Advanced Calculations for Defects in Materials: Electronic Structure Methods, First Edition.
Edited by Audrius Alkauskas, Peter Dedk, Jérg Neugebauer, Alfredo Pasquarello, and Chris G. Van de Walle.
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self-interaction free, but HF lacks electronic correlation, and its exchange is unre-
alistically long-ranged due to an absence of screening.

In the late 1990s, it was realized that mixing in a fraction of Hartree—Fock
exchange into the LDA exchange-correlation energy could be used to correct the
band gap error and make the eigenvalues of the Kohn—Sham equations equal to the
quasi-particle energies. Becke [14] gave arguments based on an adiabatic linkage of
the HF and LDA limits that 25% is an appropriate amount of HF exchange to mix
into the local exchange—correlation functional. This gave rise to the so-called
hybrid functionals, such as B3LYP [14] and the PBEh [15] hybrid, formerly known
as PBEO, in which 25% of Fock exchange is substituted into the LDA of E,.. Muscat
et al. [16] found that B3LYP gave good values for the band gaps of various
semiconductors. The PBEh also mixes in 25% of HF exchange, and gives
reasonable band gaps [17].

The HF exchange is unrealistically long-range due to an absence of screening, and
is divergent for a plane wave basis. This led to the development of the screened hybrid
functionals of Heyd—Scuseria—Erzenhof (HSE) [18-21] by separating the non-local
HF exchange into long and short-range parts, and replacing a fraction (again,
o= 0.25) of the short-range parts of the LDA exchange with HF exchange. This is
based on the notion that the exchange and correlation terms cancel at long range.
The retention of only short-range HF exchange allows faster calculations. HSE is
a variational functional that can be used for energy minimization. HSE was
implemented for a local orbital basis and it has been tested on various molecules
and solids [20, 21], and later for a plane wave basis with projector augmented
waves [22].

Earlier and in a similar way, Bylander and Kleinman [23] proposed a similar
separation of long and short ranged parts of the screened exchange (SX) [5]. They
represented the exchange interaction by a Thomas—Fermi screened Coulomb
potential, and use the LDA correlation. It has similar attributes to HSE. Seidel
et al. [24] realized that SX was a variational functional, and so it was suitable for
geometry optimization. Previously, Freeman and coworkers [25, 26] have used SX
extensively to calculate the band structures of semiconductors, some oxides and
their optical properties. It was not used for energy minimization, which is done
here.

5.2
Screened Exchange Functional
The non-local XC potential of SX is similar in form to the HF potential, but it also

incorporates the effects of correlation by screening the long-range interactions of
exchange [23]. The non-local contribution to the total energy of the system is

SX
Enl -

L [ (VRO e (Rl D ()
2%” = drdt, 6D
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where i and j label electronic bands, k and g the k-points and kg is a Thomas—Fermi
screening length.

In order to maintain the exact expression for the homogeneous electron
gas (HEG), a local (loc) contribution is also required, so that the total exchange—
correlation energy in the screened-exchange method is

B B R
where ESX is this additional contribution which is parameterized using Perdew’s
expression for the LDA [3]. Thus the local contribution to the exchange and
correlation energy density is

Ehc(Q) = Eloc C()—efi ¢ (0), (5.2)

where the local €/1F¢ () is the same as the LDA (HEG). The second term is obtained

loc

by applying the non-local functional to the HEG, which is given by

e o (0) = Vx " (Q)F(0), (5.3)

where V, is the pure HF exchange of the HEG, F(p) is a screening function given in
Eq. (5.3) in Bylander and Kleinman [23]. Thus the total exchange—correlation energy
within the screened-exchange formalism is

B = B+ B [ VS () Fl)er) dr (5.4

This is analogous to the HSE term where the first term represents the ‘o= 0.25" of
HF, the second term is the long-ranged exchange and the final term is similar to the
short-ranged-screened local PBE exchange of HSE. An important factor is that SX
reproduces the correct asymptotic limits of XC in both the free electron gas and the
HF limit.

The SX method has been implemented in the CASTEP code [27], a plane wave
pseudopotential code. It uses norm-conserving pseudopotentials. In many cases,
more transferable pseudopotential was generated using the Opium code [28]. The
Thomas Fermi (TF) screening parameter is found from the valence electron
density by ks=2(kg/m)"/* where kg is the Fermi wavenumber. There are two
options, either kg is set to the average valence electron density of the system, or
it is given by a fixed value, such as the natural density of the HEG. In cases of
shallow d core states, these can be included in the valence states, but those core
electrons are not counted in the TF parameter. Non-local stresses are evaluated by
the scheme of Gibson et al. [29], which now allows the efficient geometry
optimization of the unit cell.

SX is efficient, so that it can be used to carry out the full geometry relaxations in
realistic-sized defect supercells, and not just as a post-processing of geometries found
by LDA or GGA. Itis expected to have similar efficiency to HSE, but this depends on
the implementation and the screening lengths used.
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53

Bulk Band Structures and Defects

Table 5.1 compares the calculated SX band gaps with those calculated by GGA and the
experimental values. It can be seen that there is a significant improvement. These are
also shown in Figure 5.1. Notable cases are for Si the band gap improves from 0.69 to

Table 5.1

Comparison of the calculated GGA and SX bands gap to the experimental values are

given. Also presented are the calculated GGA and SX lattice constants, which are compared to the
experimental values.

compound PBE band SXband expband GGA lattice SX lattice exp lattice
gap (eV) gap (eV) gap (eV) constant (i\) constant (A) constant (A)
diamond 4.27 5.38 5.5 3.537 3.501 3.567
Si 0.69 1.07 1.12 5.401 5.397 5.431
Ge 0.59 0.69 0.7 5.478 5.414 5.657
c-SiC 1.47 2.25 2.42 4.320 4.262 4.348
AlP 1.66 2.21 2.45 5.438 5.386 5.451
AlAs 1.58 2.30 2.24 5.640 5.581 5.62
AlSb 1.57 1.83 1.70 6.063 6.021 6.13
GaP 1.70 1.85 1.9 5.502 5.374 5.45
GaAs 0.87 1.47 1.45 5.707 5.570 5.66
GaSb 1.00 1.13 0.82 6.066 5.905 6.09
ZnO(zb) 0.89 3.43 3.44 4.583 4.586 4.51
ZnoO (wz) 0.8 3.41 3.4 3.268/5.299  3.27/5.25 3.25/5.21
ZnS 2.15 3.74 3.80 5.606 5.421 5.41
ZnSe 1.68 2.71 2.82 5.875 5.569 5.67
ZnTe 1.81 2.34 2.39 6.280 6.025 6.089
Cds 1.59 2.38 2.42 5.983 5.865 5.818
CdSe 1.33 1.88 1.84 6.245 6.113 6.05
CdTe 1.67 1.71 1.60 6.652 6.486 6.48
MgS (rs) 277 3.70 37 5.210 5.167 5.20
MgS (zb) 3.37 4.84 48 5.659 5.599 5.66
MgSe (zb) 2.95 3.91 4.0 5.949 5.893 5.91
CdO —0.60 0.98 0.9 4.708 4.670 4.69
MgO 3.60 7.72 7.8 4.223 4.126 4.21
LiF 9.24 13.27 13.7 4.093 4.032 4.017
Si0, 6.05 8.74 9 4.909/5.402 4.855/5.371 5.01/5.47
a-Al,04 6.25 8.64 8.8 476/13.00  4.70/1297  4.76/12.99
SnO, 0.93 3.66 3.6 4.738/3.149 4.692/3.136 4.737/3.186
In,0; 0.90 3.03 29 10.118 10.016 10.12
Cu,0 1.04 2.11 2.12 4.359 4.315 4.27
TiO, 1.86 3.1 3.2 4.691/2.994 4.608/2.920 4.59/2.96
c-HfO, 3.74 5.60 5.8 5.161 5.037 5.11
c¢Zr0, 3.43 5.76 5.7 5.131 5.022 5.07
SrTiO3 1.93 3.28 3.2 3.971 3.874 3.905
PbTiO; 1.71 3.43 3.4 3.983 3.904 3.96
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Figure 5.1 (online colour at: www.pss-b.com) GGA and SX band gaps, compared to experiment
values. Closed Circles refer to the SX band gap, open circles refer to the GGA band gap.

1.07 eV compared to 1.19 eV experimentally. For GaAs, the band gap increases from
0.87 eV in GGA to 1.47 eV in SX. For insulators, SiO,, the gap improves from 6.0 eV
in GGA to 8.74 eV in SX, very close to the 9.0 eV experimental value. For wide gap
insulators such as LiF, the gap is 13.27 eVin SX, 9.24eV in PBE, compared to 13.7 eV
experimentally. It has been used before on HfO, and the multiferroic BiFeOs [30-32].

The improvement is most significant for the transparent conducting oxides such
as ZnO, In,0; and SnO,. These band structures are characterized by a single, broad
conduction band minimum at I'. The minimum gap of Sn0O, is 0.9 eV in GGA, and
this becomes 3.66 eV in SX, compared to 3.6 eV found experimentally. The reason is
that direct gap at I is unrepresentative of the averaged gap. The average gap opens up
by the typical 20%, but this translates into a very large fractional change at I.

5.3.1
Band Structure of ZnO

ZnO is an important semiconductor, which is widely used as a phosphor, for
transparent electrodes in solar cells, and for ultraviolet light emission, spintronics,
nanowires and for its high electron mobility [33-39]. It can be easily doped n-type but
it is difficult to dope p-type [35]. This has been attributed to the nature of'its intrinsic
defects which cause a self-compensation of free carriers [40] and also to that common
acceptors are deep [41]. It is therefore important to understand the energetics of its
intrinsic defects.

There have been numerous first-principles studies of the bulk electronic structure
of ZnO [13, 42-48] and its defect energies [49-63].The LDA + U method has been
used to improve the GGA band structure, by shifting the Zn 3d band downwards [13].
The SIC method has been used to find the band structure of ZnO [44]. Various



84

5 Calculation of Semiconductor Band Structures and Defects by the Screened Exchange

types of GW methods have been used for ZnO [45-47]. The HSE hybrid has been
used [47, 48, 52, 56, 61].

Defect calculations generally find that the O vacancy is the defect with lowest
formation energy but it is deep, while the Zn interstitial is shallow but has higher
formation energy. Nevertheless, there is a lack of consistency between the various
results. This arise partly because of the band gap error of LDA and also sometimes
because charge state corrections were not correctly included.

Patterson [54] used the B3LYP functional and localized orbitals to calculate the
defect eigenvalues, but he did not calculate the defect formation energies from the
total energies. Oba et al. [52] used the HSE functional to provide a complete set of
defect formation energies, and tested the corrections for supercell size. Superficially,
this is a well-defined calculation. However, it was necessary to increase the HF mixing
parameter a from a = 0.25 to 0.375 in order to empirically fit the experimental gap.
Agoston et al. [56] produced a valuable comparison of GGA and HSE results for
O vacancies for all three conducting oxides.

Recently, we applied the SX method to the intrinsic defects of ZnO [61]. For our SX
calculations, ks is determined from the valence electron density, and for those
elements like Zn with shallow filled d states, it is for s, p electrons only. The
krg=2.27 A" for ZnO. A plane-wave cut-off energy of 800eV is used, which
converges total energy differences to better that 1 meV/atom. Integrations over the
Brillouin zone are performed using the k-point sampling method of Monkhorst and
Pack with a grid that converges the energies of the bulk unit cell to a similar accuracy.
Geometry optimizations are performed self-consistently using a minimization
scheme and the Hellmann-Feynman forces, and are converged when forces are
below 0.04 eV/A.

Table 5.2 shows the converged lattice parameters of ZnO, which are within 0.5% of
experiment, whereas GGA (PBE) values are 1% too large. The free energy of ZnO per
formula unit is found to be only 0.3 eV less than experiment, a 60% improvement
over the PBE result.

Figure 5.2 shows the calculated band structure of bulk ZnO in the wurtzite and
zincblende structure. The minimum gap is calculated to be 3.41 eV, and is very close
to the 3.44 eV found experimentally [35]. Our value is much closer to experiment than
HSE with the normal a parameter (2.87 eV) [48], or even with the expensive GW [45]
which gets 2.7 eV.

Table 5.2 Bulk properties of wurzite ZnO, calculated compared to experiment.

GGA SX exp
a (&) 3.286 3.267 3.2495
¢ (A) 5.299 5.245 5.2069
free energy (eV) —2.82 -3.31 —3.63
direct gap (eV) 0.9 3.41 3.44

Zn 3d (eV) —48 -7.0 -7.3
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Figure5.2 The band structure of ZnO in the wurtzite and zincblende structures evaluated using the
SX functional.

Part of the LDA band gap error in ZnO arises from the Zn 3d (t,,) levels lying too
high, and their upwards repulsion of the I';5 valence band maximum states. In SX,
the Zn 3d states now lie at —7.0 below the VB maximum, very close to where they are
found experimentally by angle-resolved photoemission [64, 65].

53.2
Defects of ZnO

The defect calculations are carried out using a 120 atom supercell, whose size is fixed
at that of the defect-free cell, and the defect created. The internal geometry is relaxed
within SX, using a single special k-point of (1/4, 1/4, 1/3) for Brillouin zone
integrations, which converges the quantities faster than the I' point with respect
to supercell size [66].
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The total energy (E) is calculated for the defect cell of charge g, for the perfect
cell (Ey) of charge g, and for a perfect cell of charge 0. This allows us to calculate
the defect formation energy, Hy, as a function of the relative Fermi energy (AEg)
from the valence band edge Ey and the relative chemical potential (Au) of
element a [60],

Hq(Er, 1) = [Eq—Eu] +4(By + ABe) + > na (1l +Au,),
a

where q(Ey + AEg) is the change in energy when charge g is added to the system at
the Fermi level and n,, is the number of atoms of species a. Essentially, this is the
shift in the average electrostatic potential due to the charge of the system with
respect to the uncharged system. The corrections for the background charge, band
filling, etc., are included as described in Ref. [58]. The oxygen chemical potential
(%) is referred to that of the O, molecule, taken as zero, which is the O-rich limit.
The O-poor limit corresponds to the Zn/ZnO equilibrium and is u(0O) = —3.31eV
(the heat of formation of ZnO).

Figure 5.3a and b shows the calculated formation energies of the four intrinsic
defects of ZnO in the O-rich and O-poor limits. We see that the O vacancy (V) has the
lowest formation energy over a wide range of Er, lower than the Zn interstitial. Vo is
adeep defectand ithas a transition state between its neutral and doubly positive states
E(0/2+) at 2.20eV. The + 1 state is never stable, so the O vacancy has a negative
effective correlation energy (U), as found by others. We find U= —2.0 eV, the energy
difference between the metastable 0/ + and + /2 + transitions in Figure 5.4. The
negative U arises because of the strong lattice relaxation with changing charge state,
with the Zn-vacancy distance changing from 1.84 Afor V°, t0 2.16 Afor V' to 2.46 A
for V27, compared to a bulk Zn—O distance of 1.95 A.

c
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Figure 5.3 (online colour at: www.pss-b.com) The formation energies of native defects in
ZnO evaluated using the SX functional under (a) oxygen poor and (b) oxygen rich conditions.
The gradients of the lines give the charge state of the defect.
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Figure 5.4 (online colour at: www.pss-b.com) The formation energy of the neutral, + 1 and +2
charge states of the oxygen vacancy in ZnO under oxygen poor conditions.

These relaxations are seen in Figure 5.5a—c. Note that the relaxed structures found
by SX are similar to those found by GGA, so in fact in this case, we could have used SX
post-processing on GGA structures to find the defect formation energies.

We find that the Zn interstitial I, is a shallow defect, with a slightly higher
formation energy than Vo, Its transition state (0/2 +) lies at 3.32 eV, essentially at the
conduction band edge, consistent with experiment [37], and it has a U=0eV.
However, its neutral state has a large formation energy in O™ poor conditions.

The other two intrinsic defects Iy and Vs, are more stable in O-rich conditions
(compared to Vg and I7,), and have higher formation energies. They are both deep
defects, and show two charge states in the gap, corresponding to positive Ubehaviour.
The Io forms the usual dumb-bell structure of O interstitials in its 0 and — charge
states, while the Iz, sits in the octahedral site as seen by others [50].

Figure 5.6 compares our formation energies of the O vacancy to those calculated by
others. The calculated formation energy of V° of +0.85eV in SX is similar to that
found by Lany and Zunger [59], slightly less than the 1.0 eV found by Oba et al. [52],
and similar to that found by Agoston et al. [56]. However, it is much less than the
formation energy given by Janotti and van de Walle [50]. The + 0.85 eV formation
energy would correspond to a frozen-in vacancy concentration of 10" cm > at 700°C,
which is consistent with the concentration found experimentally [67, 68]. However,
being deep, it is not a source of free electrons. The large formation energy of neutral
Zn interstitial means that this cannot be the source of free electrons in ZnO, as its
concentration would be too low [69]. This means that in the absence of hydrogen, the
source of free electrons must be a donor complex.

Our (0/2 +) transition energy of 2.20 eV above the valence band top is the same as
that found by Janotti and van de Walle [50, 51], by Oba et al. [52], and Agoston et al. [56],
but higher than found by Lany in corrected GGA [59]. The metastable (0/+)
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Figure 5.5 (online colour at: www.pss-b.com) 4 1 and + 2 charge states, respectively. In (d),
In (a), (b) and (c), the electronic density of the  the defect state of the Zn vacancy is shown and
defect state found in the band gap of ZnO is is found to be a p-like state located on only one of
shown for the oxygen vacancy for the neutral,  the adjacent oxygen atoms.

transition lies at 0.9 eV and this is consistent if the ODMR transition observed by
Vlasenko and Watkins [70] is from valence band to the defect level. Thus, overall there
is now a reasonable convergence in formation energies and transition energies
between some of the calculations.

6
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Figure 5.6 (online colour at: www.pss-b.com) The oxygen vacancy formation energy under oxygen
poor conditions as a function of Fermi energy is shown for the present (SX) and other studies. Janotti
and van de Walle (JV) [49], Lany and Zunger (LZ) [58], and Oba et al. [52].



5.3 Bulk Band Structures and Defects | 89

4 E ZnO : O vacancy (sX)
c
—~ 3_
E . >
3
s 2 <
(=
w
1F . -
. *
0 s ‘ L "
VO vt V2+

Figure5.7 (online colour at: www.pss-b.com) The energy eigenvalues of the oxygen vacancy defect
states lying in the band gap for SX.

It is interesting that for the oxygen vacancy, the SX and GGA relaxed atomic
positions and wave functions are similar.

Figure 5.7 shows our calculated eigenvalues of the oxygen vacancy. We see that
the eigenvalue of the neutral Vlies at 4+ 0.16 eVabove the VB top. In GGA, itliesin
the lower gap. This is why Vo is able to display three charges even in GGA
calculations despite the severe under-estimate of the gap. However, it does show
that the calculated eigenvalues of Vg have little relationship to the transition
energies in ZnO, due to the strong lattice relaxations. Hence the result of the
B3LYP calculation of Patterson [54] is not particularly relevant, as it only gives
transition energies.

Finally, the LDA is known to under-estimate the localization of hole states. For
example, the trapped hole state of Alg; in SiO, (smoky quartz) is well known to be
trapped on a single oxygen, but LDA finds it localized on all four neighbouring
oxygens [71]. There are other recent examples [71, 72]. Figure 5.5d shows the
calculated SX charge density of the single trapped hole state of the Zn vacancy
V5. We find it to be localized on one oxygen neighbour in SX, not four. In this case,
the charge density in SX differs considerably from that of GGA. This is consistent
with its spin resonance signature [73, 74]. Even LDA + U cannot localize it on one
oxygen [51]. On the other hand, the wave functions of the three states of V, are
localized over all four Zn neighbours, consistent with a simple symmetric vacancy
(Figure 5.5a—c). The localization is driven by distortion. Thus, in this case, the SX and
GGA geometries are different, we could not have found defect formation energies by
post-processing GGA geometries in SX.

533
Band Structure of MgO

Figure 5.8 shows the SX band structure of the clasical metal oxide MgO. Its calculated
band gapis 7.7 eV, which is close to the experimental value of 7.8 eV. The valence band
is formed of O 2p states and the conduction band is formed of Mg 3s states.
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Figure 5.8 SX band structure of MgO in the rock salt structure.

534
Band Structures of SnO, and CdO

The three transparent conducting oxides ZnO, CdO and SnO, are good tests of band
structure methods. ZnO has been treated already. CdO fails badly in GGA, where itis
found to have a negative indirect band gap. In SX, the band gap is now positive, and
0.9eV. This is close to the experimental value (Table 5.1). Note that CdO has an
indirect gap from Lto I, due to the effect of Cd d states on the upper valence band. Its
conduction band is the standard free-electron like band, formed from Cd s states
(Figure 5.9).

10

B B ——

E CdO sX
-10
L T X w r

Figure 5.9 Calculated SX band structure of rock salt CdO. Note the real gap.
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Figure 5.10 Calculated SX band structure of SnO; in the rutile structure.

SnO, has a simpler band structure, with a 3.6 eV direct-forbidden gap. However, in
GGA the gap is typically only 0.9 eV. Figure 5.10 shows the calculated SX band
structure, where the calculated gap is 3.6 eV, the experimental value. The band gaps
between O 2p valence states and Sn s conduction band states.

5.3.5
Band Structure and Defects of HfO,

We have carried out a SX calculations on various other oxides. HfO, is an important
oxide in microelectronics as it is now used as the gate oxide in modern FETs. It is
a closed shell transition metal oxide with a high dielectric constant. Figure 5.11
shows the band structure of cubic HfO, (fluorite structure) calculated by the SX
functional [30]. The calculated band gap is slightly indirect and is 5.6 €V, which is
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10
L
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Figure5.11 Band structure of cubic HfO, calculated by the SX method. The calculated band gap is
5.6 eV, compared to 5.8 eV experimentally.
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Figure 5.12 Defect formation energy versus Fermi energy for the oxygen vacancy in HfO,, for an
oxygen chemical potential of the O, molecule.

close to the experimental value of about 5.8 eV, whereas it is about 3.4-3.7 eV in
LDA or GGA.

Defects are an important consideration in such oxides, as they lead to charge
trapping, and an instability in the gate threshold voltage. The principle defect is now
known to be the oxygen vacancy. From GGA calculations, it was unclear which defect
was predominant, because GGA placed the vacancy levels either too low in the gap, or
too high in the gap [75, 76], depending on which correction scheme was applied to the
energy levels for the band gap error. SX played a critical role in resolving this question,
as it was the first calculation of the oxygen vacancy levels which placed the energy
levels correctly [30], and close to the experimental values observed by charge injection
and optical absorption [77-81]. It was then realized that the oxygen vacancy was
likely to be the main defect, as this is consistent with its behaviour in similar oxides
such as ZrO,.

Figure 5.12 shows the calculated SX formation energy of the oxygen vacancy versus
the Fermi energy. The local structure was relaxed by SX. The lines represent the
different charge states of the vacancy, and the transition states are where lines cross.

Figure 5.12 shows that the O vacancy is a negative U defect for both the —2 and + 1
states. The calculated values are similar to those found by Gavartin et al. [82] and
Broqvist and Pasquarello. [83] using the B3LYP and PBEh methods.

5.3.6
BiF903

BiFeO; is the architypal multiferroic oxide, which shows both ferroelectric and
antiferromagnetic properties. The interest arises from the possible electric field
control of magnetic properties and vice versa. Itis highly studied since it was made in
thin film form on Si [84]. It has the R3c structure in its ferroelectric phase, which is
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Figure 5.13 Calculated SX band structure of BiFeOj3 in the R3c structure, and close up of bands
near the gap.

a small distortion of the cubic. Itis a semiconductor whose band gap lies in the Fe 3d
states of opposite spin (Figure 5.13).

There is no band gap in the LSDA method, even in the distorted structure. The
simplest way to create a band gap is to use the LDA + Umethod, which does produce
aband gap, as in the calculation of Neaton et al. [85]. However, the U parameter must
be empirically chosen, which is unsatisfactory. We recently calculated the band
structure of BFO by the SX method for the experimental structure, with no adjustable
parameters [86, 87]. This gave a band gap of 2.7 eV, which was the first available value
of the gap. It agrees with subsequent experimental evaluations [88, 89].

5.4
Summary

The SX method has been reviewed as a method to produce band structures of
insulators and semiconductors with more accurate band gaps. SX behaves as a hybrid
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density functional, which can be used for energy minimization. Some examples
of the used of SX, particularly in oxides, are given.
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6
Accurate Treatment of Solids with the HSE Screened Hybrid

Thomas M. Henderson, Joachim Paier, and Gustavo E. Scuseria

6.1
Introduction and Basics of Density Functional Theory

Theoretical predictions of electronic properties offer a clear complement to exper-
imental investigations. However, these theoretical predictions are only as useful as
they are accurate. Ideally, first-principles calculations of electronic properties in
periodic systems would use some high level many-body technique such as coupled-
cluster theory; however these methods are horrifically expensive and therefore have
restricted applicability in practice. While simpler many-body methods such as GW
theory are significantly less expensive, the computational burden they impose
nevertheless restricts their scope. Therefore, we often must perforce resort to
single-particle descriptions, which are less computationally expensive but of course
also less reliable.

One important single-particle reference is the Hartree—Fock (HF) method. The HF
density matrix variationally minimizes the HF energy, given by

n(ry)n(rz)

1
Eur — (®|T|D) + Jdr (Ve () + Ejdrldrz /
12

+ ESF [y, (6.1)

where n is the density, y the density matrix, 1, = |r;—¥r,|, and EHF[y] is the nonlocal

Fock exchange energy

Ef[y] = —ljdrldrzw. (6.2)
2 2
That is, HF takes the usual one-body terms and the Coulomb interaction between
electrons and adds a (known) functional of the density matrix to describe exchange.
We construct the wave function |®), density and density matrix from HF orbitals,
obtained from a reference system of noninteracting electrons in which the external
potential is augmented by the Hartree potential

vy (r1) :Jdrzm7 (6.3)

2
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and by an additional nonlocal potential v which accounts for the effects of the
exchange interaction on the orbitals. This nonlocal potential is the functional
derivative of the exchange energy EH'F with respect to the density matrix

HF
OF, = <F1\UEF|"2> = 77\{(1’1,1’2) ) (6.4)

Oy(ra,r1) 2

so that matrix elements of vHF between two single-particle functions are

HF
Uy

(O = [drdra ) o) ) = —jdrldrzcb*(rl)wz)M.

2
(6.5)

HF has some advantages which should not be forgotten. It is exact for one-electron
systems and has no one-electron self-interaction. It also forms a variationally optimal
starting point for many-body methods. The orbital energies in HF have a clean
interpretation as ionization potentials and electron affinities (i.e., Koopmans’ the-
orem holds), which justifies the use of HF band energy differences to predict the
fundamental band gap (the difference between the ionization potential and electron
affinity of the system). Numerically, however, the HF band energy difference is a poor
predictor of the fundamental gap.

Unfortunately, the advantages of HF are generally outweighed by disadvantages.
Because it neglects electron correlation effects entirely, HF is insufficiently accurate
for most applications. It has an innate tendency to overly favor electronically localized
states, a manifestation of its form of many-electron self-interaction [1-3]. Calculating
the nonlocal exchange interaction is computationally demanding in solids. The
nonlocal exchange interaction also prevents HF from describing metallic
behavior [4].

For all of these reasons, the single-particle method of choice is usually Kohn—Sham
(KS) density functional theory (DFT) [5-7], in which the energy is given by

Exs = (®|T|®) + Jdrn(r)vext(r) + %Jdrldrz W + EXS[n]. (6.6)
In other words, KS-DFT includes the usual one-body terms and Coulomb
interaction between electrons and describes many-body exchange—correlation effects
with a functional EXS[n] of the density alone. The density is obtained from a reference
system of noninteracting electrons in which the external potential is augmented by
the Hartree potential and by an additional local potential vX® which accounts for the
effects of the exchange and correlation interactions on the orbitals. This local
potential is the functional derivative of the exchange—correlation energy EX® with
respect to the density.
In principle, the exchange component of EX® can be taken directly from HF, with
the sole distinction being that the density matrix should be constructed from KS
orbitals. The functional derivative to build vXS would then yield the optimized

effective potential (OEP) [8, 9] which is in some sense the best local variant of v!IF.
However, numerical computation of the OEP can be challenging, particularly in
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a gaussian basis set [10]. Numerous approximations to OEP can solve this prob-
lem [11-16], but all remain computationally quite demanding in extended systems
because they must construct the nonlocal exchange operator. In practice, HF-type
exchange is almost never used in a genuine KS calculation.

The chief difficulty in KS-DFT is the need to approximate EXS and vKS in
practical calculations. Typical density functional approximations (DFAs) include
the local density approximation (LDA) and generalized gradient approximations
(GGAs) such as the functional of Perdew, Burke, and Ernzerhof (PBE) [17]. These
are examples of what we shall term semilocal functionals, in which the
exchange—correlation potential and energy density at a point depend only on the
density and possibly its derivatives at that point. In effect, they expand the
exchange—correlation energy around the homogeneous electron gas result, though
they include a rather general dependence on the density gradient which allows
them to satisfy known constraints on EXS that the second-order gradient expansion
violates. Alternatively, one can view GGAs as curing the second-order gradient
expansion’s violations of known constraints on the exchange—correlation hole
[18, 19]. Meta-GGAs such as the TPSS functional of Tao, Perdew, Staroverov, and
Scuseria [20] add dependence on the local kinetic energy density, but are also
semilocal in character.

For simple solids, these semilocal functionals are reasonably accurate, presum-
ably because their electron densities tend to be slowly varying and the homoge-
neous electron gas is thus a reasonable starting point. This accuracy, however, does
not extend to the description of the band gap, which is severely underestimated.
For more complicated systems which may include localized electronic states,
magnetic effects, rapidly varying densities, or other complicating factors, semilocal
functionals are generally inadequate. Alternative semilocal functionals such as
PBEsol [21] and revIPSS [22] can be constructed, but while these yield better lattice
parameters and bulk moduli than their parents (respectively, PBE and TPSS), they
do not remedy the failures of semilocal DFT in systems with the foregoing
features, nor do they yield correct band gaps. Formally, this is largely because
semilocal functionals do not include the derivative discontinuity of exact KS (see
below) [23].

One possible solution which is very successful in molecular systems is to use a
global hybrid functional [24, 25], which mixes a fraction of nonlocal HF-type
exchange with conventional semilocal exchange:

Elybrid — EDFA | (b (EHF_ EDTA). (6.7)

Common hybrids include the three-parameter B3LYP hybrid [26] and the non-
empirical [27] PBEh global hybrid [28, 29]. It should be emphasized that hybrid
calculations are almost always done in what is called the generalized Kohn—Sham
(GKS) sense [30], in which the nonlocal exchange energy yields a nonlocal exchange
interaction.

Unfortunately, as already mentioned, nonlocal exchange is problematic in solids.
Therefore, Heyd, Scuseria, and Ernzerhof introduced the Heyd—Scuseria—Ernzerhof
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(HSE) screened hybrid [31-35]. In HSE, the electron—electron interaction is split into
a short-range part and a long-range part, as

1 erfe(wrp) L erf (wryy)

, (6.8)
2 12 r12
~~ ~~
SR LR

with a screening parameter ® which in the latest (HSE06) variant of the functional is
numerically @ = 0.11ay! in terms of the Bohr radius ag. The short-range part is
treated as in the PBEh global hybrid — that is, it uses 25% short-range exact exchange
and 75% short-range PBE exchange — while the long-range part is treated purely by
PBE. As o goes to 0, the short-range part dominates and HSE reduces to PBEh; as @
goes to infinity, the short-range part vanishes and HSE reduces to PBE. By screening
the electron—electron interaction in this way, one vastly reduces the expense of
calculating the exact exchange interaction. Note that while the exchange interaction is
short range in nature, the range over which exact exchange is included is approx-
imately 1/®w~9g,, allowing delocalization to nearest and next-nearest neighboring
atoms, which admits some form of nonlocality into the model without including all of
it. It is also worth noting that Savin introduced the concept of range-separation in
DFT [36-38], though he suggested the use of nonlocal exchange in the long range
where HSE includes it instead in the short range.

Remarkably, this simple adjustment to the PBEh global hybrid leads to a com-
putationally affordable functional which is accurate for a wide variety of properties of
solids. It is our purpose here to summarize what we believe are the key features of
HSE and explain roughly why the functional works; for a more detailed review of the
successes and failures of HSE, see Ref. [39]. We begin by discussing what is perhaps
the most notable success of HSE (its ability to predict band gaps) in Section 6.2 before
stepping back to more carefully consider the physics of screened exchange (SX) in
Section 6.3. Section 6.4 discusses several applications of HSE, and we offer a few
concluding remarks in Section 6.5.

6.2
Band Gaps

Probably the most important success of HSE is its ability to predict semiconductor
band gaps from its band energy differences. Here, we want to rationalize this success
and set up the discussion for what follows. Before we begin, however, we had best be
precise about what we mean when we say that HSE accurately predicts band gaps.

The fundamental band gap of the system deals with the energy required to add or
remove electrons. We define it as

AFgy(N) = E(N+1) + E(N-1)—2E(N), (6.9)

where E(N) is the energy of the N-electron system. The optical gap instead measures
the energy required to excite an electron, and is just the lowest electronic excitation
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energy of the system. The optical gap is lower than the fundamental gap by the exciton
binding energy, which represents the interaction between the excited electron and the
hole created upon excitation.

In HF, Koopmans’ theorem tells us that the HF fundamental gap is justequal to the
HF band energy difference. The HF optical gap can be computed from the time-
dependent (TD) linear reponse (generally just known as TD HF) and is lower than the
HF fundamental gap; in other words, HF predicts a nonzero exciton binding
energy [40, 41]. Due to self-interaction in the unoccupied energy levels, the HF
fundamental gap severely overestimates the experimental fundamental gap, at least
for semiconductors and typical insulators.

In exact KS, we do not have Koopmans’ theorem. However, we can use the
Janak—Slater theorem instead [42]. We obtain the well-known result that the exact KS
fundamental gap is

AE (N) = ey 1 (N) =&y’ (N) + Axc(N), (6.10)

where Ay (N) arises from the discontinuity in vX® as a function of N at integer N
[43, 44]. Standard semilocal functionals and hybrid functionals in the generalized KS
sense do not exhibit this discontinuity [23], so their prediction for the fundamental

gap is

AER™(N) = e}y (N)—ex™(N), (6.11)
where the superscript “DFA” means a conventional density functional
approximation.

The appropriate framework for the prediction of the optical gap in exact KS is its TD
linear response (i.e., TD KS) [45, 46]. Exact KS must predict the optical gap to be below
the fundamental gap, in agreement with experiment, simply by virtue of being a
formally exact theory. For semilocal functionals, the optical gap turns out to be [47-50]

AESH(N) = e5F, , (N)—€§H(N). (6.12)

In other words, semilocal functionals do not describe excitons, and predict the
optical gap and fundamental gap to be the same. One must therefore not be dogmatic
in claiming that the semilocal band energy difference constitutes a prediction for only
one of the optical gap or fundamental gap. Due to self-interaction error, the occupied
bands in semilocal DFT are too high in energy, and the semilocal optical gap severely
underestimates the experimental optical gap. Thanks to the their nonlocal exchange
component, global hybrids predict a nonzero exciton binding energy, and the quality
of their prediction for the experimental optical or fundamental gap depends on the
amount of nonlocal exchange they incorporate.

Because HSE is done in the generalized KS sense, the HSE band energy difference
is the HSE fundamental gap. As a practical matter, the HSE band energy differences
correspond better with the experimental optical gap than they do with the experi-
mental fundamental gap, especially as the gap gets larger. Therefore in practice we
claim that the HSE band energy difference should be understood as a prediction of
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the experimental optical gap; because the optical and fundamental gaps are so close in
semiconductors, for these systems the HSE band energy difference can also be used
as a predictor of the experimental fundamental gap. As the gap gets larger, HSE band
energy differences more dramatically underestimate the experimental fundamental
gap, and as they get larger still, the HSE band energy difference becomes a poor
predictor even for the experimental optical gap.

The success of HSE band energy differences can be rationalized quite straight-
forwardly, once one knows a few properties of the parent semilocal global hybrid
(PBEh) and its underlying GGA (PBE) [51]. As is typically the case for semilocal
functionals, PBE band energy differences underestimate the gap. For semiconduc-
tors, the PBEh band energy differences overestimate the gap. One can think of HSE
as an interpolation between PBE and PBEh; as the range-separation parameter ®
varies between 0 and oo, HSE varies between PBEh and PBE. Thus, there is some
nonzero value of w for which the HSE band energy difference reproduces the
experimental gap. Schematically, this is illustrated in Figure 6.1. Note that because
HSE includes a fraction of screened exact exchange, it has only a small exciton
binding, so the TD HSE optical gap should not differ much from the band
energy difference.

While it is reasonably clear that there should exist a value of w that gives the correct
gap for a given system, it is not so clear that this ® should be universal. In fact, itis not
(see Ref. [52]). Nonetheless, = 0.11a;"! as used in HSE06 seems to be a reasonable
system-averaged value across a wide variety of systems. The HSE band energy
difference accurately reproduces the optical gap in semiconductors, but severely
underestimates the gap in insulators, and the HSE band width in metallic systems is

Band Energy Difference
Expt.

PBEh o,

(O]

Figure 6.1 (online color at: www.pss-b.com)  experimental gap lies between the PBE and
Schematic illustration of the w-dependent band ~ PBEh band energy differences, so that
energy difference in HSE. The x-axis indicates  there is some wc whose band energy

that ® = 0 corresponds to PBEh and w — oo difference reproduces the experimental gap.
corresponds to PBE. The y-axis shows that the
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generally toolarge [53, 54]. The failures of HSE for insulators and metals can be traced
to the breakdown of the assumption that the PBE gap is too small and the PBEh gap is
too large.

6.3
Screened Exchange

In this section we briefly outline a few important relations between the GW
approximation, the closely related Coulomb-hole screened exchange (COHSEX)
method, and screened hybrid functionals. The pragmatic justification for hybrid
functionals is clear (HF and KS-DFT tend to err in opposite directions), as is the
pragmatic justification for the use of screened hybrids (they make the calculation less
expensive, and are more accurate in solids). There is, however, also a formal
justification for screened hybrid DFT: the presence of the other electrons in the
systems reduces the full, unscreened exchange used in HF to a certain (material-
dependent) extent. We will shortly see that this screening is a direct consequence of
the Coulomb correlation between the electrons. For a more rigorous discussion, we
refer the reader to Ref. [55].

As explained in Section 6.1, the HF method neglects Coulomb correlation entirely
and therefore suffers from several shortcomings. This problem can be overcome by
explicitly including correlation corrections. The GW approximation introduced by
Hedin [56] in the context of many-body perturbation theory may help. Its name
follows from the basic equation defining the frequency dependent self-energy =(w)
in terms of the interacting, frequency-dependent Green function G(w) and the
frequency-dependent screened Coulomb interaction W (w):

Z(w) = {GW)(w), (6.13)

where (GW) indicates a convolution over the frequency w’. Both G and W are
nonlocal quantities. The physics is clearly seen by rewriting the screened Coulomb
interaction:

W(w)=¢e"(0)v = (1+vy(w)v (6.14)
=v+ Wpol(oo)

using the dielectric function ¢! (w) = (1 +vy(w)). The dielectric function in turn
depends on the polarizability y(w) and the “bare” (i.e., unscreened) Coulomb kernel
v = 1/|r1—r;|. The screened Coulomb interaction W can therefore be separated into
an unscreened term v and the screened or polarizable term Wj,q = vyv, stemming
from polarization of the electron density due to a small external potential [48].
Inserting Eq. (6.14) into Eq. (6.13) readily leads to

Z(w) = iGU+i{GWpo) () = Zy + 2 (w), (6.15)

demonstrating that the GW approximation goes beyond HF by inclusion of both
exchange and correlation effects in the self-energy.

103



104

6 Accurate Treatment of Solids with the HSE Screened Hybrid

As suggested by Hedin (see Ref. [56]), ignoring the frequency dependence of = and
taking care of a dependence on virtual orbitals in W, leads to the so-called static
COHSEX approximation. The GW approximation is based on the random phase
approximation (RPA) for !, which essentially means a diagrammatic ring or bubble
graph expansion for the dielectric function [57]. For the homogeneous electron gas
system, the static limit of RPA is the Thomas—Fermi (TF) approximation.”) In Fourier
space, the well known effective TF interaction is

47e?

R
where r; is known as the Wigner-Seitz radius and the Fermi wave-vector
kr = (372n)'/3 (n is the electron density). Note that the TF interaction in real-space
corresponds to the Yukawa potential (e?/r) e ", where the effective screening
length is determined by ky!. At first glance this can be seen as a route back to motivate
the realization of a screened hybrid functional like HSE. Of course, the physics of
metals does not directly apply to the physics of semiconductors and insulators. In

W(g,0 = 0) Ky ~ 1k, (6.16)

insulators screening is “weaker” and the effective interaction has a more slowly
decaying asymptotic behavior. However, closely related to the spirit of LDA, TF
screening is commonly applied in so-called “screened exchange LDA” (SX-LDA)
calculations using screened nonlocal exchange and LDA correlation potentials (see
Ref. [30] and references therein). For further discussions and comparisons between
the aforementioned SX calculations following Bylander and Kleinman [58] and HSE,
we refer to Ref. [39].

6.4
Applications

Now that we have discussed some formal aspects of screened hybrid functionals like
HSE, let us briefly touch on its performance for a variety of problems.

The success of HSE in the prediction of band gaps is well documented. As an
example, Heyd et al. [59] considered a set of 40 solids of which 35 were semicon-
ductors. After removing those solids for which the experimental gaps were either
unavailable or larger than 4 eV, 28 semiconductors remain. Table 6.1 shows the
predictions of HSE, LDA, PBE, and TPSS for the band gaps in the semiconductors in
that set; the HSE numbers here use HSE06 and differ from those in Ref. [59]. While
the semilocal functionals considerably underestimate the gap, HSE is quite accurate.
Figure 6.2 shows a scatter plot of the HSE band gaps versus the experimental gaps
(most of which are fundamental gaps, and which HSE generally underestimates
slightly). These results were confirmed in plane-wave basis by Paier et al. [54] who
also pointed out that HSE apparently includes too much exact exchange in metals
(where it tends to overestimate band widths) [53] and too little in wide gap

1) For small and large wave-vectors q in the high density limit; see, for example, Ref. [6].
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Table6.1 Mean error (ME) and mean absolute error (MAE) in the semiconductor band gaps for the
SC 40 test set of Heyd et al. Results reported at the optimized geometry for each functional.

functional ME (eV) MAE (eV)
LSDA —-1.01 1.01
PBE —0.98 0.98
TPSS —0.83 0.83
HSE —0.20 0.28

insulators, where it tends to underestimate the gap. As we have discussed, this is
because HSE adopts a single, system-independent screening parameter o which is
most accurate for semiconductors. These same studies also demonstrated that HSE
accurately predicts semiconductor lattice constants and gives improved estimates of
bulk moduli.

Batista et al. [60] carried out a study on silicon, comparing several functionals
(including HSE) to diffusion Monte Carlo (DMC), focusing on predictions for the
formation energies of interstitial defects and on the relative stabilities of the diamond
and p-tin phases. They found that LDA underestimates the defect formation energies
by about 1.5 eV relative to the DMC results, while PBE underestimates them by about
1.0 eV. The TPSS meta-GGA is essentially no improvement on PBE. In sharp contrast
to these semilocal functionals, HSE underestimates the DMC results by only 0.25 eV.
Similar results are found for the relative stabilities of the diamond and p-tin phases;
LDA, PBE, and TPSS underestimate the relative stability by roughly a factor of 2, but
HSE is quite close to DMC (and in fact the two agree within the uncertainty of the
DMC result). Figure 6.3 illustrates these results graphically.

Calculated Gap (eV)
N
*

1.5} P .

05F e 1

0 0.5 1 1.5 2 25 3 35 4
Experimental Gap (eV)

Figure 6.2 (online color at: www.pss-b.com) HSE band gap versus experimental band gap in the
SC40 test set.
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Figure 6.3 (online color at: www.pss-b.com) Comparison between DMC and several DFT
functionals for the formation energy of X, H, and T interstitial defects (top panel) and for the relative
stability of diamond and (3-tin phases (bottom panel) in silicon.

In addition to these accurate results for semiconductors, HSE has properly
described Mott insulators. Kasinathan et al. [61] showed that HSE correctly predicts
the pressure-dependent Mott transition in MnO.

Lanthanide and actinide systems can be particularly challenging, since the f
electrons are sometimes itinerant and other times localized. The balance between
these possibilities leads to a multitude of possible ground states and phases.
Semilocal functionals are not generally well suited for these systems because they
do not properly describe localized states; this causes them to often give qualitatively
incorrect results for band gaps and magnetic properties. On the other hand, HSE has
had considerable success in describing rare earth systems, since its inclusion of
screened exact exchange allows it treat itinerant and localized states in a balanced way.



6.5 Conclusions

Prodan et al. [62] studied UO,, PuO,, and -Pu,03. They showed that LDA and PBE
incorrectly predict all three systems to be metallic, and TPSS is scarcely better,
predicting the antiferromagnetic phases of PuO, and f-Pu,0O; to have a gap on the
order of 0.05eV. In contrast, HSE is qualitatively correct and provides reasonable
gaps. While PBE and TPSS give reasonable lattice constants, HSE predicts essentially
the exact result. The semilocal functionals predict that all three systems are ferro-
magnetic, while HSE correctly predicts that UO, and Pu,0; are antiferromagnetic.
The magnetic ordering of PuO, is controversial, but it is definitely not ferromagnetic
and could be, as HSE predicts, antiferromagnetic.

Separate studies by Hay et al. [63], Da Silva et al. [64], and Ganduglia-Pirovano and
coworkers [65] showed that HSE is particularly accurate for the structures of CeO,
and Ce,0;, offering significant improvements over semilocal functionals. Semilocal
functionals predict the ground state of Ce,0; to be ferromagnetic, while HSE
correctly predicts it to be antiferromagnetic. While HSE overestimates the gap for
both CeO, and Ce,0s3, it is significantly more accurate than are the semilocal
functionals.

Another area where HSE has had considerable success is in the description of
carbon nanotubes and graphene nanoribbons. Investigations have shown that HSE
accurately predicts the optical excitation spectra of metallic nanotubes [66], and is also
quite accurate for optical transitions in semiconducting nanotubes [67]. Additionally,
HSE has been used to study the work function of nanotubes [68], as well as their
polarizability [69, 70]. The electronic structure of graphene nanoribbons has also
been considered [71, 72], and yield predictions that have been experimentally
confirmed [73, 74].

Recently, Paier et al. [75] applied HSE and TD HSE to the potential photovoltaic
material Cu,ZnSnS,. Their HSE results compare very favorably to experimental data
for the lattice constants and the band gap, and the HSE band structure has been
validated using the more expensive Go W, quasiparticle calculations. Note that both
HSE and previous absorption measurements coincide and predict the band gap to be
on the order of 1.5eV. This is in excellent agreement with an independent recent
investigation by Chen et al. [76]. Note that HSE is much closer to experiment than
PBE, the latter predicting a gap of 0.1eV [75].

The HSE functional clearly outperforms conventional semilocal functionals for the
description of defect transition levels. One important example is localizing acceptor
levels in Cu, O [77]. Chemical intuition suggests a localized Cu(I) — Cu(II) oxidation
when creating an electron hole in the system. Semilocal functionals artificially
delocalize the defect state, whereas HSE gives a very good description and produces
defect transition levels in good agreement with experiment.

6.5
Conclusions

SX approximations are very powerful tools for density functional treatments of
condensed systems. The HSE screened hybrid functional provides a computationally
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efficient treatment of lattice parameters, bulk moduli, and band gaps of semicon-
ductors and insulators, while incorporating only a single-empirical parameter.
Interestingly, while this parameter was optimized for molecular atomization ener-
gies [31], it appears to contain universal information, as the same parameter yields
semiconductor band gaps in excellent agreement with experiment. Because it
includes a portion of nonlocal exchange and thereby partially alleviates the self-
interaction error of semilocal functionals, HSE more correctly describes localized
states. This is particularly relevant in the consideration of defects, where semilocal
functionals will tend to incorrectly favor delocalized behavior.

The formal aspects of range-separated DFT exchange have been extensively
investigated over decades, but several intellectually stimulating questions remain.
One is to further elucidate the entanglement between correlation and exchange
effects, or in other words, the mechanisms by which many-body correlations screen
the exchange interaction. In particular, insights from many-body perturbation theory
should help devise more effective screening models which can be applied to DFT. A
single range-separation parameter seems sufficient to describe most of the physics
we need for semiconductors, but additional flexibility seems to be important if the
same functional is also to describe metals or insulators. A straightforward way to add
this flexibility is to add additional ranges in what we would term a multirange
hybrid [78, 79]. In order to more completely incorporate the physics of SX, one might
consider position-dependent fractions of exact exchange [80-87] or position-depen-
dent range separation [88, 89] in successors to HSE. Nonempirical treatments of
these quantities are desirable, and should be provided by connections to many-body
theory.
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Defect Levels Through Hybrid Density Functionals:
Insights and Applications

Audrius Alkauskas, Peter Brogvist, and Alfredo Pasquarello

7.1
Introduction

Defects strongly affect properties of materials. For example, doping a semiconductor
with a small number of impurity atoms leads to a significant change of its
conductivity making such materials useful for technological applications. Similarly,
optical transitions involving electronic states of defects can induce a coloration of
the otherwise transparent solid, a frequently encountered phenomenon in natural
crystals. Also, the mechanical properties and the long-term stability of materials are
largely controlled by point and line defects.

It is therefore not suprising that the theoretical study of point defects in solid
materials has a long history [1]. Many properties of defects are nowadays well
understood. These include for instance the nature of hydrogenic impurities in
elemental semiconductors and the energy splittings resulting from local crystal fields.
However, these kinds of defects represent just a small class of all possible defects.

Technological developments, particularly in the areas associated to energy and
information, lead to the consideration of a vast variety of novel and complex
materials. A nonexhaustive list of applications includes solar cells [2], novel metal—
oxide—semiconductor field-effect transistors [3], longer-serving batteries [4], solid-
state light-emitting diodes [5], and solid fuel cells. The behavior of such devices is
generally influenced or governed by a myriad of defects that form in the bulk or at
the interfaces between the different materials. Those defects are often deep, i.e., they
are characterized by localized electronic states which bare little resemblance to the
electronic states of the host material and possess ionization energies much larger
than typical thermal energies. The experimental characterization of such defects is
often very difficult, and thus theoretical studies are not only valuable but also
essential. However, because of their deep nature, the theoretical description of the
associated electronic states is beyond the reach of simple models. This explains the
continuous efforts deployed in the theoretical studies of defects [6].

To study localized defects with deep energy levels, it is necessary to treat the atomic
and the electronic structure in a self-consistent way. In the last decades, density
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functional theory (DFT) has been the workhorse for such calculations. Since the
exchange—correlation energy, a crucial ingredient in the theory, is not available in an
exactform, practical calculations generally rely on approximate expressions, suchas the
local density approximation (LDA) or the generalized gradient approximation (GGA).
Though largely successful, these standard approximations to DFT suffer from several
shortcomings. The most serious one for the study of defect levels is the infamous
“band-gap problem.” Band gaps calculated in the LDA and the GGA are significantly
smaller than experimental ones. In some cases, a vanishing band gap is obtained
for materials which possess a finite one. In the present paper, we mainly focus on
formation energies of defects in different charge states and on the associated electronic
transition levels. The defect charge state depends on the electron chemical potential, for
which theband gapis therelevantenergy scale. Therefore, a correctreproduction of the
bulk band gap is imperative for achieving a successful theoretical description [7-15].

There exist many methods which go beyond semilocal approximations to DFT and
which alleviate the “band-gap problem.” Examples of the application of different
theoretical methods, some specificto the defect problem, can be foundin Refs. [16-35].
Inthisreviewarticle, we focus on hybrid density functionals. These functionals employ
the correlation potential from semilocal approximations, butadmix a small fraction of
nonlocal exchange to the exchange described within the GGA [36-38]. Since band gaps
are underestimated with semilocal density functionals and overestimated with full
Hartree—Fock exchange, they are naturally improved through the use of hybrid
functionals [39, 40]. We here limit the discussion to hybrid functionals based on bare
Coulomb exchange. Recently, a variety of hybrid functionals have been proposed,
including screenednonlocal exchange [41,42], spatially varying mixing coefficients, and
range-separated functionals. For an overview, we refer the reader to Ref. [43].

The present review article is organized as follows. In Section 7.2 we describe the
computational toolbox employed in our calculations, and then discuss the quantities
that need to be calculated. The hybrid functionals used in the present work are
introduced and their performance is discussed. The comparison between defect
energy levels calculated with semilocal functionals on the one hand and with hybrid
functionals on the other hand provides some fundamental insight into the properties
of deep defects. These are presented and discussed in Section 7.3. In order to improve
the description of the band gap in hybrid functionals, it has become common practice
to adjust the fraction of admixed nonlocal exchange. In Section 7.4, several argu-
ments supporting this empirical procedure are discussed. In Section 7.5 we apply our
theoretical scheme to two defect systems and compare our results with available
experimental data. Finally, in Section 7.6 we discuss shortcomings and advantages of
the proposed scheme, and draw conclusions.

7.2
Computational Toolbox

The calculations in this work were performed within the plane-wave pseudopotential
scheme. Defect systems and interfaces are modeled through large supercells. The
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ionic cores are described with soft norm-conserving pseudopotentials [44]. Through-
out this study, we used a kinetic energy cutoff of 70 Ry, sufficiently high to converge
the properties of all the pseudopotentials in this work, including Hf, O, and C. As
reference GGA functional, we adopted the functional proposed by Perdew, Burke,
and Ernzerhof (PBE) [45]. Pseudopotentials were generated at the PBE level and were
used unmodified in calculations with hybrid functionals. Although this is not
formally justified, this approach gives a very good description for systems with
first-row elements, as can be inferred from comparisons with all-electron calcula-
tions [46]. However, for heavier elements this approximation may admittedly involve
errors [47]. The Brillouin zone was sampled at the sole I'-point in most calculations,
but denser k-point meshes were used when necessary, for example in the determi-
nation of accurate band-edge shifts. Further technical details about specific systems
are given below. Structural relaxations were carried out at the PBE level. We used the
codes CPMD [48, 49] and Quantum-ESPRESSO [50].

7.2.1
Defect Formation Energies and Charge Transition Levels

The principal quantity that needs to be calculated is the formation energy EfD 1 of the
defect D in its charge state g as a function of the electron chemical potential Eg [51]:

EPY(Er) = Eof =B > nat, +q(Ev + o). @)
a

In this expression Ep! is the total energy of the defect system, E2Y the total energy of
the unperturbed host, n,, the number of extra atoms of species a needed to create the
defect D, and u, is the corresponding atomic chemical potential. The electron
chemical potential is referred to the valence band maximum (VBM) Ey. It varies
between zero and the band-gap E;. Charge transition levels correspond to specific
values of the electron chemical potential for which two charge states have equal
formation energies. Let us for example consider charge states g and ¢'. Equating the
expressions of the formation energies defined in Eq. (7.1);, we obtain the value for the

charge transition level &(q/q'):

EDA_EPd
e(q/q) = == —"—Ey. (7.2)
-9
For example, the charge transition level €(0/ +) is given via:
e(0/+) = Egi —Ei " —Ev. (7.3)

The total energies of charged systems appearing in Eq. (7.1) need to be corrected to
speed up the convergence with respect to the supercell size. First, the total energy is
corrected by a term gAV, AV being the potential difference needed to align the
potential far from the neutral defect to that of the unperturbed bulk. Second, the total
energy is corrected for the spurious electrostatic interaction due to the periodic
boundary conditions, for which we use the electrostatic correction of Makov and
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Payne [52]. These two corrections are always used unless otherwise stated. While the
Makov—Payne correction is known to fail in some specific cases, it is generally
quite accurate in the case of extremely localized defects. For instance, for defects in
SiO,, the charge transition levels are already converged for moderate supercell
sizes (72 atoms) when this electrostatic correction is included. When accurate quan-
titative results are needed, it is recommended to use either careful extrapolation
schemes [53-55] or more elaborate methods for correcting the electrostatic interactions
inthesupercell[14, 56]. We note thatin this respectthe presentwork is mostly concerned
with the comparison between results obtained with different functionals, for which the
electrostatic corrections are nearly the same and thus do not represent an issue.

Since the electron chemical potential in experiments is generally referred to the
VBM, €(q/q’) defined in Eq. (7.2) is the relevant physical quantity. However, we
find useful in Section 7.3 to consider charge transition levels €(gq/¢’) referred to an
appropriately defined average local potential ¢ in the supercell rather than to the
VBM:

Dq_ D4
Etot _Etot

&(q/q) = o

—o. (7.4)

7.2.2
Hybrid Density Functionals

While a number of hybrid functionals have been proposed, we focus in this paper
only on one-parameter hybrid functionals based on the bare Coulomb exchange, in
which a fraction a of nonlocal exact exchange is admixed to the exchange described
within the GGA. By nonlocal exact exchange we here refer to the orbital-dependent
expression for exchange appearing in the Hartree—Fock theory [57]. This leads to
a generalized Kohn-Sham scheme in which the exchange potential is different for
each electronic state the non-local part of which is defined as Vi p; = dE&*t /ovp;. The
exchange energy is thus given by

E)}(lybl’id _ aE;xact + (17‘1) E)?GA' (7.5)

The correlation potential is usually taken unmodified from the GGA. When the
fraction a = 0.25 is used together with the PBE approximation for the semilocal
part [38], the hybrid functional is referred to as the PBE hybrid. We here use the
notation PBEO, but other notations such as PBEh or PBE1PBE are also in use. The
value of a =0.25 has been rationalized in case of molecular systems and is
considered to be a good compromise for many systems [38]. However, there is no
firm theoretical justification for this choice and the optimal mixing coefficient is
admittedly system or even property dependent [38, 58].

For many materials, the PBEO provides an improved description of the energetic
and structural properties when compared to the PBE [40, 59]. Lattice constants,
formation energies, and bulk moduli of semiconductors and insulators are generally
in a better agreement with experimental data [59]. A similar improvement is also
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Calculated versus measured single-particle
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observed for molecules. However, for metallic systems the use of exact exchange
gives rise to unphysical derivative discontinuities at the Fermi level.

Even more importantly than the improvement in structure and energetics, the
PBEO substantially improves the calculated band gaps [40]. This is shown in
Figure 7.1. The improvement is especially evident for materials such as Ge or InN
which have a vanishing or even negative band gap in semilocal approximations.
However, it is also evident that the improvement of the PBEO over the PBE is not
systematic. In the PBEO, band gaps are overestimated for low band-gap materials and
underestimated for large band-gap ones. The best agreement is thus for intermediate
band-gap materials. It is also clear why the fraction a = 0.25 is just a good
compromise rather than a universal parameter. In fact for both the PBE and the
PBEO the dependence of the theoretical gap on the experimental one is approximately
described by a concave function. For PBEO (a = 0.25), the concave function crosses
the diagonal defined by Eg‘ = Eg” atabout 5 eV. Hence, the theoretical band gaps are
overestimated for some materials and underestimated for others. This behavior
applies to hybrid functionals with any other reasonable mixing coefficient a.

7.2.2.1 Integrable Divergence

In calculations based on plane-wave basis sets and periodic boundary conditions,
exact exchange poses one more challenge due to the long-range nature of the
Coulomb interaction. In Fourier space this interaction is proportional to 1/¢?, and
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thus diverges at small q. The singularity is integrable, but its straightforward
calculation would require very dense k-point meshes. Gygi and Baldereschi [62]
proposed a method to treat this singularity. In the matrix element of the exchange
operator, they normalized the integrand by substracting an auxiliary function which
admits an analytical integration over the Brillouin zone. This method is suitable to
be adapted to much sparser k-point samplings, including those limited to the sole
I'point [46]. The effect of the singularity of the exchange potential can be cast into
a correction to the G = 0 term of the potential [46, 63]. The Fourrier transform ®(G)
of the exchange interaction is then given by

1 4m
—— for G#0,
D(G)={ QG 7 (7.6)

X for G=0,

where Q is the volume of the supercell and the singularity correction y is expressed as

e 1%

1 47
= 1i =
X «/lgo {, /Ty Q XG: G?

(7.7)

The total energy of a system of N electrons is thus corrected by a term —ay N /2,
where a is the fraction of exact exchange used in the hybrid functional. In Figure 7.2,
we give the total energies of Si and SiO, as a function of the supercell size and/or the
density of the k-point mesh for both PBE and PBEO functionals [46]. In the latter
case, the total energies are given with and without the singularity correction. When
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Figure 7.2 Total energies of (a) Si and (b) respectively. For PBEO, closed and open
a-quartz SiO, per formula unit versus 1/NiNy,  symbols indicate values obtained with the
where N is the total number of k-points singularity correction turned on and off,
and Ny the total number of atoms in the respectively. Arrows show data points
supercell. Results obtained in the PBE and which were also obtained with I'-point

the PBEO are reported in left and right panels,  sampling.
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valence (g,) and conduction (g.) band edges of  values obtained with the singularity correction

(a) Si and (b) a-quartz SiO, versus 1/NyNy, turned on and off, respectively. Arrows show
where Ny is the total number of k-points and N,y data points which were also obtained with
the total number of atoms in the supercell. I'-point sampling. The energies obtained with

Results obtained in the PBE and the PBEO are  the two functionals are aligned through the
reported in left and right panels, respectively. average electrostatic potential (cf. Ref. [13]).

the correction is included, the convergence properties of PBEO calculations closely
resemble those of PBE calculations. Without the singularity correction the conver-
gence properties clearly deteriorate.

The singularity correction also affects the single-particle eigenvalues. Eigenvalues
of unoccupied states remain unchanged, while those of occupied ones shift by —ay.
This is demonstrated in Figure 7.3 for the cases of Si and SiO,. When the singularity
correction is included, hybrid-functional calculations converge as fast as those based
on semilocal functionals. This equally holds for calculations with k-point samplings
restricted to the I'-point. Singularity corrections apply equivalently to both deloca-
lized bulk-like states and localized defect or molecular states [46].

Furthermore, singularity corrections are particularly useful in the case of elon-
gated supercells, which may otherwise show an unphysical convergence behav-
ior [46]. Even in the case of screened hybrid functionals which do not show any formal
singularity, an analogous treatment of the g = 0 limit may lead to a speed up of the
convergence with k-point sampling [46].

7.3
General Results from Hybrid Functional Calculations

As shown above, hybrid functionals containing a fixed fraction of exact exchange,
such as the PBEO functional, do not bring theoretical band gaps in agreement with
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experimental ones for all materials. Thus, while their straightforward application to
the determination of defect levels is expected to lead to an improvement with respect
to semilocal functionals, the comparison with experiment remains ambiguous.
Nevertheless, we can gain insight into how calculated and measured defect levels
should be compared by performing a comparative study between defect energy levels
calculated with semilocal and hybrid density functionals. Such a study is expected to
reveal how defect levels shift as the description of the band gap improves [13, 64, 65].

To this end, we find useful to refer charge transition levels calculated with different
functionals to a common reference potential ¢. We denote such charge transition
levels by €(q/q’) (¢f- Eq. 7.4). In our pseudopotential supercell approach, ¢ is obtained
from the supercell average of the sum of the local pseudopotential and of the Hartree
potential. We argue in the following that this alignment is a convenient choice for
determining energy-level shifts induced by the hybrid functional with respect to
a reference semilocal calculation.

7.3.1
Alignment of Bulk Band Structures

In this section, we focus on the alignment of bulk band structures obtained with
semilocal and hybrid functionals. To simplify the reasoning, let us assume that
the same supercell parameters and the same pseudopotentials are used in the two
calculations [66]. In this case, the pseudopotential contribution to ¢ is the same in the
two calculations, and the adopted alignment consists in aligning the average
electrostatic potential in the two theoretical schemes. This alignment allows one to
position band edges in the hybrid calculation with respect to those in the semilocal
one, i.e., to determine the shift of the VBM AEy and the conduction band minimum
(CBM) AEc on a common energy scale, as shown in Figure 7.4.

To analyze the significance of the adopted alignment scheme, it is convenient to
conceptually refer to the band offset at the interface between two materials, A and B.
The band offset is a well-defined physical property that can be measured. Following
the scheme introduced by Van de Walle and Martin [67], band offsets can be
determined by three calculations, namely an interface calculation from which one
extracts the line-up of the local average electrostatic potential across the interface and
two bulk calculations of materials A and B which allow one to locate the band edges
with respect to the respective average electrostatic potential in each material. This
procedure can separately be carried out for the semilocal and for the hybrid scheme.

Alternatively but equivalently, the band alignment in the hybrid scheme can also be
obtained from the alignment in the semilocal scheme by the consideration of three
sources of difference. By comparing the charge densities in the interface calculations
performed at the semilocal and hybrid levels, one can extract the difference in line-up
of the average electrostatic potential. Such a difference directly results from the
dipoles associated to the difference between the charge densities in the semilocal and
in the hybrid schemes. The two other sources of difference can be achieved by
separately comparing semilocal and hybrid calculations for bulk materials A and B.
The required differences correspond precisely to the shifts undergone by the band
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Figure 7.4 (online color at: www.pss-b.com)  transition level referred to the level ¢ (Eq. 7.4).

Charge transition levels calculated within a AEy and AEc are the shifts of the VBM and
semilocal and a hybrid functional scheme, of the CBM in the hybrid-functional

aligned to a common reference level ¢. € is calculation with respect to the respective
the charge transition level referred to the edges in the semilocal calculation. Adapted
respective VBM (Eq. 7.2), € is the charge from Ref. [13].

edges when aligned with respect to the average electrostatic potential. This reasoning
thus illustrates that the band offsets in the hybrid scheme would be obtained by
combining information that can only be extracted from charge density variations as
derived from interface calculations with information that can be derived by aligning
the energy scales of periodic bulk calculations as proposed.

In the particular case in which material B is the vacuum, we are concerned with a
surface system. In this case, it is more natural to adopt the vacuum level at a large
distance from the interface as the common reference level for the semilocal and
hybrid calculations. From the reasoning in the previous paragraph, it appears clearly
that this alignment scheme is not equivalent to the one proposed in this work. Indeed,
the alignment to the vacuum level explicitly includes the consideration of a surface
and correspondingly charge density differences between the two theoretical schemes
might lead to different line-up terms, which would in turn determine a different
alignment. Hence, we stress once again that the alignment adopted here is concep-
tually particularly convenient because it highlights effects of the different theoretical
formulations as they result from bulk calculations, without the need for an explicit
treatment of interface or surface systems. However, the connection with measurable
properties such as work functions and band offsets cannot be made unless such an
explicit treatment is considered.

When the charge density is invariant in the two theoretical schemes under
comparison, the difference in line-up term vanishes and relative shifts in the
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presence of an aligned electrostatic potential also acquire direct physical significance.
In practical calculations involving semilocal and hybrid calculations, this condition is
very close to being satisfied, as demonstrated for both interface [68] and surface
systems [69]. In such cases, the relative band-edge shifts determined through an
alignment of the average electrostatic potential give the dominant contribution to the
variations undergone by the band offsets [68]. In the case of invariant charge
densities, the alignment with respect to the average electrostatic potential is fully
equivalent to the alignment with respect to a an external vacuum level achieved
through the consideration of a surface.

7.3.2
Alignment of Defect Levels

Once the bulk band structures in the two theories are aligned as described in
Section 7.3.1, the alignment of charge transition levels is trivial. This is shown in
Figure 7.4. Hitherto, the common reference ¢ was taken to be the average electro-
static potential, but it can for convenience be shifted to coincide with the VBM in the
hybrid calculation. In this case &%°(q/q') = e™’(q/q), and &™lc(g/q) =
gsemiloc (g /¢") + A Ey, AEy being the shift of the valence band in the hybrid calculation
with respect to that in the semilocal one.

In Figure 7.5, we compare charge transition levels €(q/q’) calculated with a
semilocal functional (PBE) with corresponding ones obtained with a hybrid func-
tional (PBEO) for alarge set of deep defects in four different materials [13]. The chosen
materials show band gaps covering a wide range of values: Si (with an experimental
band gap of 1.17 eV), 4H-SiC (3.3 V), monoclinic HfO, (5.75 eV), and a-quartz SiO,
(8.9eV).

Let us first focus on the defects in SiO, [64]. Due to the very different band gap of
SiO; in PBE (5.4€V) and in PBEO (7.9 eV), charge transition levels referred to the
respective valence band maxima differ significantly. At variance, when the charge
transition levels of these defects are referred to the average electrostatic potential,
they are very close in the two theoretical schemes. The mean deviation from the ideal
alignmentis only 0.14 eV. This value is only indicative since it depends on the adopted
set of defects. Nevertheless, the alignment of charge transition levels is surprisingly
good over a large range of energies. The same alignment property approximately also
holds for other materials. For example, in HfO, the defect set includes oxygen
vacancies and interstitials and the correspondence is similarly very good, with mean
deviation of 0.16eV. The departure from the ideal alignment [eM(q/q) =
gsemiloc(g /Y] is only slightly larger in SiC and in Si, with a mean deviation of 0.19 eV
in both cases.

A detailed inspection reveals that defect levels in the upper part of the band gap
tend to shift upwards while those in the lower part tend to shift downwards as the
band gap is opened. It was found numerically that the deterioration from the ideal
alignment correlates with the increase of the average spread of defect wave func-
tions [13]. In this respect, SiO, is an optimal case, because the defect states in this
material are characterized by very localized wave functions.
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These results can be understood by drawing an analogy between charge transition
levels of defect states and ionization potentials or electron affinities of atoms and
molecules [13]. The latter quantities can be expressed as total-energy differences and
are already well described in semilocal approximations [70, 71], as demonstrated by
extensive quantum chemistry calculations [72]. Typical mean deviations of about
0.2 eVare found between calculated and experimental results. Through the use of the
Slater-Janak transition-state theory [73, 74], the total energy difference appearing in
Eq. (7.4),1ie., Egﬂ—E&q,, can be related to a matrix element of the defect state at half
occupation, which can then be rationalized to carry the same properties as atomic or
molecular states insofar its wave function is sufficiently localized [13, 64]. The ideal
alignment eM(q/q') ~ £5%™l°¢(q/¢) is therefore expected to hold best for atomically
localized defects and to deteriorate with the extension of the defect wave function.

The correspondence between energy levels in semilocal and hybrid functional
schemes does not hold for single-particle eigenvalues of extended bulk-like states, as
can be inferred from Figure 7.5 for various materials. We stress that this effect should
be explained by invoking the delocalized nature of these states rather than a different
behavior of eigenvalues and total-energy differences. In fact, the energy of the VBM
Ey (and likewise for Ec), appearing in the definition of the charge transition level in
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Figure 7.5 (online color at: www.pss-b.com)  shown (squares). All energies are referred to

Comparison between charge transition levels
calculated with a semilocal (£%™"¢) and a
hybrid (") functional for a variety of defects in
Si, SiC, HfO,, and SiO,. The energy levels
corresponding to the VBM and CBM are also

acommon reference level ¢ (see text), shifted to
coincide with the VBM in the hybrid scheme for
convenience. For each material, A is the rm.s.
error with respect to the ideal alignment
(dashed). Adapted from Ref. [13].
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Eq. (7.2), can also be expressed through a total-energy difference: Ey = ERulk0
—Elf)lilk‘J’. However, for delocalized states, in sharp contrast to localized ones, this

total-energy difference is subject to large variations when calculated in semilocal and
hybrid functional schemes, reflecting the effect of the “band-gap problem” in the
same way as single-particle eigenvalues do. This is the main reason why defect charge
transition levels in different theoretical schemes differ so much when referred to
their respective valence band maxima.

The use of the unknown exact functional [75, 76] would in either case lead to a
correct description of the total energies of localized and extended states. The different
description of localized and extended states can be related to specific properties of the
approximate functional adopted [70, 71, 77, 78]. The success of approximate func-
tionals in describing total energies of localized systems is related to their fulfillment
of the sum rule for the exchange—correlation hole [70]. This stringent criterion is
fulfilled at integer electron numbers, yielding accurate total energy differences in
calculations for atomic and molecular systems [72]. However, such approximate
energy functionals fail in reproducing the linear behavior of the exact functional for
fractional electron numbers [75, 76]. As has recently been shown by Mori-Sanchez
et al. [78], this failure is at the origin of the incorrect description of single-particle
eigenvalues and total energies of delocalized systems. Thereby, these theoretical
results establish a clear relation between the “band-gap problem” of approximate
density functionals and the delocalized or localized nature of electronic states [78].
Over which length scales the transition takes place between localized and delocalized
states is at present still a matter of debate. For an interesting discussion on this issue,
we refer to Ref. [71].

The results of this section have provided useful indications concerning the way the
“band-gap problem” affects energy levels of deep defects. Defects localized on an
atomic scale appear to be already well described at the semilocal level when referred to
the average electrostatic potential. In particular, this implies that energy separations
between such defect levels are accurately described at the semilocal level and barely
affected by the “band-gap problem.” The calculations indicate that when the defect
state becomes more extended this ideal alignment tends to deteriorate. The short-
coming due to the “band-gap problem” only affects delocalized states such as the
valence and conduction band edges. While this of course hinders the correct location
of defect levels within the band gap, it nevertheless provides significant insight into
the way corrections should be made.

733
Effect of Alignment on Defect Formation Energies

The fact that charge transition levels of deep defects calculated at different levels of
theory tend to be aligned when referred to the average electrostatic potential has
important implications for the formation energies of charged defects.

In Figure 7.6, we give a diagram which schematically shows the formation energies
of a defect in the positive and the neutral charge state as a function of the electron
chemical potential, when calculated with a semilocal (dashed lines) or with a hybrid
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Figure 7.6 (online color at: www.pss-b.com)  calculations are aligned through the average
Formation energies of a point defect as a electrostatic potential as in Fig. 7.4; AEy and
function of the electron chemical potential E¢ AEc are the corresponding shifts in the VBM
calculated with a semilocal (dashed lines) and  and in the CBM. (b) The VBM of the two
with a hybrid functional (solid lines). The calculations are aligned; AE; is the band-gap
positive and neutral charge states of the defect ~ underestimation in the semilocal calculation
are considered. (a) The semilocal and the hybrid  with respect to the hybrid one.

(solid lines) functional. The formation energy of a positively charged defect has a
positive slope, while that of a neutral defect has a zero slope. The charge transition
level corresponds to the value of the electron chemical potential at which the two
charge states have equal formation energies. In Figure 7.6a, the transition levels in
the two approaches are aligned with respect to the average electrostatic potential as
discussed in Section 7.3.1. Let us assume that for the specific defect in Figure 7.6 the
charge transition levels in the two theories are indeed very close when referred to
the average electrostatic potential. The formation energy of the neutral defect does
not depend on the electron chemical potential and we here additionally assume that
this energy is quite similar when calculated with semilocal and hybrid functionals.
Consequently, this also implies that the formation energies of the positively charged
defect are also similar in the two calculations, provided they are taken at the same
value of the electron chemical potential referred to the average electrostatic potential.
However, since the position of the VBM is different in the two theoretical approaches,
the formation energies of the positively charged defect are different when the
electron chemical potential is referred to the respective VBM. Thus this clearly
illustrates that when the electron chemical potential is found at the VBM as, e.g., for
a p-type material, the formation energy of the positively charge defect depends on
the location of the VBM relative to the average electrostatic potential. The position of
band edges with respect to the average electrostatic potential will be discussed in the
next section.

For comparison, we also discuss an alternative alignment scheme which has often
been adopted in the literature and which consists in aligning the VBM in the two
theoretical approaches, as schematically shown in Figure 7.6b. This alignment
scheme assumes that the band-gap problem originates from the wrong placement
of the CBM. With this alignment, the charge transition levels are no longer aligned,
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and the formation energies of the positively charged defect differ for any value of the
electron chemical potential. Under the assumption that the VBM are aligned, it
appears contradictory that two theoretical approaches that bear similar total energies
for the neutral state would instead differ systematically for the positive charge state,
especially when such a charge state results from the absence of electrons in the defect
state.

7.3.4
“The Band-Edge Problem”

In this section, we elaborate on the “band-gap problem” in relation with the
determination of defect levels and argue that it is more appropriate to refer to
a “band-edge problem.” For this purpose, let us consider two different theories, I and
I1, which both yield a theoretical band gap in agreement with the experimental one,
but different positions of band edges when referred to the average electrostatic
potential, as schematically shown in Figure 7.7. For illustration, we consider three
kinds of defects. The defect of kind (a) corresponds to an atomically localized defect,
for which the energy level does not undergo a significant shift, in accord with our
observations in Section 7.3.2. On the other extreme, defect (c) corresponds to
a shallow hydrogenic-like impurity which is known to shift with the band edge to
which it is tied. We also consider a defect level (b) of intermediate extension, which
follows the band edges only to a limited extent.

Figure 7.7 clearly illustrates that reproducing the correct band gap is not
a sufficient condition to achieve a correct description of defect levels. When calculated
defect levels are compared with experimental ones, the VBM and CBM are natural
reference levels. Indeed, the charge transition levels of defects (a) and (b) referred to
their respective theoretical VBM are different despite the fact that the two theories
correctly reproduce the experimental band gap! This is a direct consequence of the
analysis in Section 7.3.2. For the specific case of the oxygen vacancy in ZnO, such
considerations explain to a large extent the scatter of calculated charge transition
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Figure 7.7  (online color at: www.pss-b.com)  extension; (c) a shallow hydrogenic-like

“The band-edge problem.” Comparison of two
electronic structure methods, theory | and
theory 11, for calculations of energy levels of
different types of defects: (a) an atomically
localized defect; (b) a defect of intermediate

defect. The two theories yield the same
band gap but different absolute positions
of the band edges when referred to the
average electrostatic potential. Adapted
from Ref. [65].
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levels found in the literature [65]. Indeed, different band-gap correction schemes lead
to different band-edge positions, while the defect level is generally well defined when
referred to the average electrostatic potential [65].

7.4
Hybrid Functionals with Empirically Adjusted Parameters

The comparison of defect charge transition levels calculated with semilocal and
hybrid functionals provides insight into the way energy levels of deep defects shift as
the description of the band gap improves. The analysis suggests that such defect
levels are generally well described at the semilocal level when referred to the average
electrostatic potential. Hence, the positioning of the defect levels within the band gap
mainly depends on the accuracy by which the adopted functional determines the
band edges with respect to this alignment scheme.

As stressed above, a hybrid functional scheme based on the use of a fixed mixing
coefficient a does not always yield band gaps in good agreement with experiment.
In this section, we address the issue whether band edges determined by hybrid
functionals are accurately positioned with respect to the average electrostatic poten-
tial, when the mixing coefficient a is tuned to reproduce the experimental band gap.
While such an empirical approach is currently in use in the literature, it is ultimately
not satisfactory and higher levels of theory will be required to improve the description
of the band edges. Nevertheless, the band-gap tuning approach offers a practical
scheme in which defect levels are positioned within a band gap of the right value
and which can completely be treated within a hybrid functional formulation. It is
also based on the well-documented assumption that the structural parameters are
generally only moderately affected when the mixing coefficient varies [16, 40, 79],
unless the electronic structure itself undergoes important modifications.

As shown in Figure 7.8 for a selected set of materials, semilocal functionals
systematically underestimate the experimental band gap. Hybrid functionals gen-
erally yield band gaps increasing linearly with the mixing coefficient a [68]. Hence, an
optimal mixing coefficient can generally be found for any material:

EEXP"_ [semiloc

Gopt = gfg (7.8)
where x = dE;/da is the derivative of the band gap with respect to the mixing
coefficient. The linear dependence results from the fact that the electron wave
functions associated to the band edges do not change significantly with a. Further-
more, this property also signifies that the nature of the band edge states does not
change. Indeed, the energy levels of different bands generally behave differently as
a varies. Thus, a departure from linearity is expected when the character of the VBM
or the CBM changes, as might occur, for example, when sp and d bands cross.

We can provide some support for the tuning of the parameter a by invoking the
reasoning of Gygi and Baldereschi [80] in their construction of an approximate GW
scheme. Let us consider the nonlocal exchange—correlation potential provided by the
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Figure7.8 (online color at: www.pss-b.com) Dependence of the theoretical band gap on the mixing
coefficient a (Eq. 7.5) for several materials. For each material, there is an optimal mixing coefficient
aopt for which the hybrid functional reproduces the experimental band gap.

hybrid density functional as a certain approximation to the many-electron exchan-
ge—correlation self-energy in the GW approximation, and more particularly to its
frequency-independent form, the COHSEX approximation. In this approximation,
the long-range interaction is described by screened exchange (SEX), which asymp-
totically approaches —1/ex(|r—r|). In the hybrid functional formulation, the
semilocal part of the exchange—correlation is short-ranged [81] and the long-range
partis therefore entirely described by the fraction a of exact exchange: —a/|r—r/|. The
assumption that the hybrid functional correctly describes the long-range limit, gives
the following relation for the optimal mixing coefficient:
1

Gopt R P~ (7.9)
For metals €., = 0o, and thus aq,: = 0, which is a correct and intuitive result. In
a metal any fraction of exact exchange would produce unphysical derivative dis-
continuities (e.g., Ogx/0k) at the Fermi level. The present discussion is also fully
consistent with the reasoning of Fiorentini and Baldereschi [82], who showed that the
error in the semilocal band gap approximately scales like 1/¢+.. Indeed, the smaller
the difference between the semilocal and the experimental band gap, the larger the
required fraction ap of exact exchange in the optimal hybrid functional.

In Figure 7.9a, we show the optimal mixing coefficient a,p versus &, for various
materials. Despite some scatter, a clear correlation between aop and 1/e is indeed
apparent. The most evident “out-liers,” Ge, GaAs, and ZnO, all possess semicore 3d
states. This suggests that the long-range screening is not the only property affecting
the band gap, and that there is also an effect associated to the s—d coupling [84], which
cannot be captured by tuning a to 1/e... Other reasons for the data scatter are that
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Figure 7.9 (online color at: www.pss-b.com)
(a) Optimal mixing coefficients aqp; and (b) the
derivative of the band gap « = dEg/da versus
the dielectric constant e, for various
materials. The data for the band gaps are

taken from the results in Fig. 7.1 and a
linear dependence of the band gap on the
mixing coefficient a is assumed. For g,
we used experimental data from

Ref. [83].

hybrid functionals with aop = 1/€,, might inappropriately describe the short-range
limit, completely lack the frequency-dependence of the many-body self-energy, and
do not account for the anisotropy of the long-range screening when present.
Nevertheless, the correlation in Figure 7.9 suggests that the dominant physics is
given by the long-range exchange behavior. This is further supported by the good
correlation with €., shown in Figure 7.9b for the quantity k¥ = dEg/da, ie., the
derivative of the band gap with respect to the mixing coefficient. The latter quantity
essentially corresponds to EgF—EZ,emﬂoc, i.e., the difference between the band gap
calculated in the Hartree—Fock and in the semilocal scheme.

Once the band gap is tuned to the experimental one, the hybrid functional scheme
also provides the shifts of the valence and conduction bands, AEy and AEc. These
shifts result from the alignment of the semilocal and hybrid schemes through the
average electrostatic potential (cf Section 7.3.1). They indicate to what extent
the conduction and valence bands contribute to the band-gap opening. In a hybrid
functional formulation, their relative contributions solely depend on the effect of the
nonlocal exact exchange operator. The values of these shifts are critical for a correct
placement of defect levels within the band gap. The issue that concerns us here is to
what extent exact exchange is reliable for the evaluation of such shifts.

In principal, the accuracy of calculated band-edge shifts can be assessed through
the consideration of surface systems. Given a well-defined surface structure, the
ionization potential and the electron affinity with respect to the vacuum level could be
calculated. However, photoemission data for semiconductor and insulator surfaces
might be affected by charging effects and by the occurrence of defects and impurities
influencing the electrostatics. Therefore, we here prefer to consider band offsets at
semiconductor—oxide interfaces, where such electrostatic effects appear better
controlled. For a specific interface system, the band offsets can be achieved through
the method of Van de Walle and Martin [67]. The band offsets in the hybrid functional
scheme can be derived from those in the semilocal scheme through the consideration
of the variation of the electrostatic potential offset and through the application of the

127



128

7 Defect Levels Through Hybrid Density Functionals: Insights and Applications

Table7.1 Valence (AEy) and conduction (AEc) band offsets at the Si/SiO,, SiC/SiO,, and Si/HfO,
interfaces calculated in PBE, PBEO, and the mixed scheme (Ref. [68]), in which the mixing coefficient
ais different for the two interface components. Experimental band offsets are from Refs. [89, 90] and
[91], respectively.

interface PBE PBEO mixed expt.
Si/SiO, AE, 2.5 3.3 4.4 4.4
AE, 2.3 2.7 3.4 3.4
SiC/SiO, AE, 1.4 2.0 3.0 2.9
AE, 1.7 2.0 2.6 2.7
Si/HfO, AE, 2.3 3.1 29 2.9
AE, 1.5 1.9 1.7 1.7

shifts AEy and AEc [68, 85]. On either side of the interface, the theoretical band-gap
matches the experimental one by construction. Such a scheme generally requires the
use of different ap for the two bulk components of the interface and is applicable
owing to the weak dependence of the interfacial dipole on the mixing parameter
a [68]. The comparison between calculated and measured band offsets then provides
a sensitive test for the accuracy of band edges as obtained in hybrid functional
schemes. In Table 7.1, we present band offsets calculated for three interface model
systems: Si/SiO; (Refs. [86, 87]), SiC/SiO, (Ref. [88]), and Si/HfO, (Ref. [28]). When
the hybrid functionals are tuned to match the experimental band gaps of the two
interface components (cf. “mixed” in Table 7.1), the calculated band offsets are found
to agree with experiment within only 0.1 eV [89-91]. Despite the limited number of
studied systems, the good agreement in Table 7.1 is very encouraging and suggests
that hybrid functionals may be relied upon for positioning band edges. This would
also imply that nonlocal exchange is the primary cause determining the relative size
of band-edge shifts.

Another way of validating the shifts of the band edges obtained from the hybrid
functional calculation is through comparison with those calculated with a theory of
higher level, such as for instance the GW many-body perturbation theory. Recently,
Shaltaf et al. [92] performed GW calculations focusing on such shifts. In Table 7.2, we
compare shifts in band edges as obtained with a hybrid functional with those
obtained by Shaltaf et al. [92] for Si and SiO,. The band gaps in the hybrid functional
calculations with a tuned mixing coefficient are by construction exactly equal to the
experimental ones, whereas this is not necessarily the case for the various GW
approaches. It is therefore more useful to compare relative shifts in the valence and
conduction band, i.e., AEy/AE; and AEc/AE,; as obtained in various theoretical
schemes. One observes that results obtained with the hybrid functional and with the
various GW schemes differ by approximately the same amount as the various GW
schemes differ among themselves. This suggests that the quality of the VBM and
CBM shifts provided by the hybrid functional scheme is comparable to that achieved
with GW methods.

It should be stressed that the study of Shaltaf et al. [92] also showed that in GW
schemes these shifts are more difficult to converge than the band gap, requiring
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Table 7.2 Relative shifts of the valence band (AEy) and the conduction band AEc with respect to
the change in the band gap AE; for Si and SiO,, as determined with a hybrid functional (PBEO),
a GW, and a quasiparticle self-consistent GW (QS GW) scheme. The latter two results are taken from
Ref. [92].

material quantity hybrid GwW Qs GW

Si AEy/AEg —0.54 —0.67 —0.75
AEc/AE, 0.46 0.33 0.25

SiO, AEy/AEg —0.69 —0.56 —0.68
AEc/AE, 0.31 0.44 0.32

a very high number of empty states in the calculation of the response functions.
Furthermore, these shifts are sensitive to various ingredients of the calculation, such
as the plasmon pole approximation, the level of self-consistency of the GW approx-
imation, and the vertex corrections [92]. These considerations limit the amount of
materials for which such shifts have hitherto been obtained in a reliable way at the
GW level.

7.5
Representative Case Studies

In this section, we illustrate the application of hybrid functionals to the study of
defects through two case studies.

7.5.1
Si Dangling Bond

The first case study concerns the Si dangling bond. This defect corresponds to the
atomic structure of the Py center, which has clearly been observed at interfaces
between silicon and its oxide [93]. The dangling bond was modeled by removing four
neighboring atoms in a bulk supercell of 216 silicon atoms [29]. Nine of the ten
dangling bonds generated in this way were then passivated with H atoms. The core
structure of the model is identical to that used in Ref. [23] for modeling the Ge
dangling bond.

The relevant charge states of the dangling bond are the positive, the neutral, and
the negative charge states. Charge transition levels were calculated in the PBE (the
mixing coefficient a = 0), the PBEO (a = 0.25), and with a hybrid functional defined
by an intermediate mixing coefficient a = 0.10. The evolution of the charge tran-
sition levels as well as that of the band edges are shown in Figure 7.10a as function
of a [29]. The band structures are aligned through the average electrostatic potential.
All displayed levels shift linearly with a. The largest shifts are observed for the band
edges. The shifts of the charge transition levels £ */° and £/~ are more moderate,
in agreement with general findings [13]. The charge transition levels reported in
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Figure 7.10a include the electrostatic Makov—Payne correction. For the present
supercell calculation, the application of this correction yields converged values for
the charge transition levels [29].

A hybrid functional calculation with a mixing coefficient a = 0.11 precisely
reproduces the experimental value of the Si band gap, E; = 1.17 V. For this value
of a, we obtained charge transition levels at e * /0= Fy+0.2eVand e~ = E, +0.8
eV. We compare these values in Figure 7.10b to the experimental density of interfacial
traps at the Si-SiO, interface as obtained from C/V measurements [93]. The
calculated charge transition levels are found to closely correspond to the two
experimental peaks at Ey+0.26eV and Ey+0.84¢€V, generally assigned to Si
dangling bonds. The good agreement in Figure 7.10b provides support to the practice

E, 02 04 06 0.8 1.0 Eg
energy (eV)
Figure 7.10  (online color at: www.pss-b.com)  low-frequency C/V technique in Ref. [93] (solid

(a) Dependence of Si band edges and of the
charge transition levels ¢ +/° and €%/~ of the Si
dangling bond defect on the mixing coefficient
a. The vertical energy scale is referred to the
VBM in the PBE calculation. Adapted

from Ref. [29]. (b) Density of interfacial

traps at the Si-SiO, as measured by the

line). The two pronounced peaks at 0.26 and
0.84 eV originate from Py, defects and
correspond to the charge transition levels e +/°
and %~ The charge transition levels
obtained through a hybrid functional
calculation with a = 0.11 are represented

by vertical bars.



7.5 Representative Case Studies

of using a mixing coefficient a that brings the theoretical band gap obtained within
the hybrid functional scheme in accord with the experimental one.

7.5.2
Charge State of O, During Silicon Oxidation

The second case study concerns the charge state of the O, molecule during silicon
oxidation. The silicon oxidation process has attracted considerable interest because of
its key role in the manufacturing of Si-based microelectronic devices. Our present
understanding relies to a large extent on the oxidation model proposed by Deal and
Grove [94]. In this model, the growth of SiO, proceeds by (i) the adsorption of the O,
molecule on the oxide surface, (ii) the diffusion of molecular O, through the bulk-like
oxide, and (iii) its subsequent reaction at the semiconductor-oxide interface. Sim-
ulation techniques based on DFT have been instrumental for achieving an atomic-
scale description of the involved processes [95], such as, e.g., the diffusion mech-
anism of O, in amorphous SiO, [96], the oxidation reaction [97], etc. However, one
aspect that has long been difficult to address is the charge state of the diffusing oxygen
molecule. The difficulty of providing a clear answer to this issue stems from the
“band-gap problem” of semilocal approximations to DFT [30, 98].

In bulk SiO,, the oxygen molecule is stable in the neutral and in the negative charge
states [96]. The charge state of the O, in the vicinity of the Si/SiO, interface is
determined by the position of the (0/—) charge transition level with respect to silicon
band edges. It is assumed that the molecule is close enough to the interface to allow
for charge equilibration with the silicon substrate, yet remaining far from the
suboxide region where the oxidation reaction takes place. Thus, the (0/—) charge
transition level of the O, molecule is first determined in a bulk-like amorphous SiO,
environment and then positioned with respect to Si band edges through the band
alignment at the Si/SiO, interface. In Figure 7.11, we show the result of such an
alignment procedure as obtained within three different theoretical schemes [30]:
(i) the semilocal (PBE) functional; (ii) the hybrid (PBEO) functional; (iii) a mixed
scheme, in which the fraction of exact exchange is tuned for each interface component,
following the prescription for the calculation of band offsets given above [68].

All three theoretical schemes consistently indicate that the (0/—) charge transition
level locates above the Si CBM (Figure 7.11), providing convincing evidence that for
electron chemical potentials in the Si band gap the neutral charge state is thermo-
dynamically favored. The three schemes show only small quantitative differences.
The separation between the (0/—) charge transition level and the SiCBM is 1.1eVin
the PBE and in the mixed scheme, and reduces to 0.8 eV in the PBEO.

To obtain such a level of qualitative agreement between different theoretical
schemes, charge transition levels and band offsets were obtained consistently within
each scheme. This should be contrasted with the practice of determining transition
levels with respect to the oxide band edges within PBE and using the experimental
band offsets for alignment with respect to the Si band edges. Such an alignment
procedure implicitly takes the erroneous assumption [68, 92] that the band-gap
correction is achieved by the sole displacement of the conduction band. In the case of

131



132

7 Defect Levels Through Hybrid Density Functionals: Insights and Applications

PBE PBEOD mixed
2.8 3.4
2.3
— — ()5 — 1.1
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3.3 4.4
Si Si0g

Figure 7.11  (online color at: www.pss-b.com)  functional (PBEOQ), and the mixed

The alignment of the (0/—) charge transition  scheme. The Si band gap, the Si/SiO, band
level of the O, molecule at the Si/SiO; interface  offsets, and the separation between the

is obtained within three different theoretical defect level and the silicon CBM are given
schemes: a semilocal functional (PBE), a hybrid  in eV. From Ref. [30].

the O, molecule in SiO,, this approach results in the opposite conclusion that it is the
negative charge state which is thermodynamically favored [98].

7.6
Conclusion

Our investigation indicates that hybrid functional schemes offer a viable theoretical
tool for determining the location of energy levels of deep defects with respect to the
band edges of the bulk material. The issue is conveniently addressed by separately
aligning the defect level and the band edges with respect to the average electrostatic
potential. In this way, the determination of the defect level can to a large extent be
decoupled from the determination of bulk band edges.

Asfar asthe defects are concerned, itappears that their energy levels with respect to
the average electrostatic potential are already well described at the semilocal level and
that the hybrid-functional description does not lead to any significant modification.
In the case of ionization potentials of molecular systems, a similar agreement is
recorded and the comparison with experiment shows that an accurate description is
achieved. In analogy with the molecular case, this therefore suggests that the energy
separation between the defect level and the average electrostatic potential is in many
cases already accurately determined at the semilocal and hybrid functional level.

At variance, the position of the band edges is highly sensitive to the fraction of
exact exchange considered in the hybrid functional calculation. The use of any fixed
fraction of exact exchange does not lead to a systematic improvement of the band-gap
description, thereby hindering the use of a hybrid-functional scheme as a predictive
tool. It is therefore necessary to resort to an electronic structure method of higher
accuracy to identify the position of the band edges. It should be noted that such



7.6 Conclusion

a method would be applied in the absence of the defect and could therefore take
computational advantage of the full translational symmetry of the host material. This
analysis allows us to reformulate the band-gap problem in terms of a band-edge
problem, highlighting the importance of a reliable description of bulk bands relative
to the average electrostatic potential.

Our work also explored the route of determining band-edge shifts while remaining
within the hybrid functional approach. This is done at the cost of empirically
adjusting the mixing coefficient a to reproduce the experimental band gap. While
such an approach does not offer an ideal solution, several supporting arguments can
nevertheless be invoked. In particular, the accuracy of the determined band edges can
be assessed either by comparison with electronic-structure theories of higher
accuracy or by direct comparison with experimental band offsets. In both cases,
available data indicate that the agreement is very encouraging. The present descrip-
tion achieved with hybrid functionals constitutes a noticeable step forward with
respect to the case of semilocal functionals in which any conclusion is heavily biased
by the band-gap problem.

A generalized use of hybrid functional schemes still requires further work. One
important issue is the shift in the band edges with respect to the average electrostatic
potential. The validity of shifts determined within hybrid functional schemes should
further be investigated by extending the comparison with experiment to alarger set of
semiconductor-semiconductor and semiconductor-oxide band offsets. In addition,
a more systematic comparison with theoretical schemes of higher accuracy, such as
many-body perturbation schemes based on the GW approximation, would be
invaluable for further supporting the shifts obtained with hybrid functionals. In
particular, such comparisons should also provide insight into whether it is concep-
tually reasonable to expect that exact exchange dominates the relative value of
conduction and valence band shifts.

The use of hybrid functionals with tuned mixing coefficients is clearly unsatis-
factory. In the inhomogeneous case of an interface between two materials with very
different band gaps, the mixed scheme is advantageous for achieving a good
description of band offsets [68]. However, the use of different functionals for the
two interface components precludes the study of the transition region and defects
therein. Since the optimal mixing coefficients are different on both sides of the
interface, a reliable description of the evolution of band edges is not possible with any
fixed value of a. Accordingly, the mixing coefficient should depend on the coordinate
perpendicular to the interface. This is not practical when plane-wave basis sets are
used, but could in principal be achieved in the case of localized basis functions.
However, such an approach is conceptually not appealing since the variation across
the interface would remain ad hoc.

Another problem is related to localized electronic states, such as d and f orbitals, for
which self-interaction errors of semilocal density functionals are high. For instance,
in many transition metal oxides, such as ZnO, the fraction a required to correctly
position the semicore 4s with respect to VBM is not necessarily equal to the value of
areproducing the band gap. This results in a serious deficiency when the role of these
d states cannot be neglected. The role of self-interaction errors might be even more
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significant in the description of very localized defect states affected by strong
polaronic effects, such as Al substitutional to Si in SiO, [99, 100], Li substitutional
to Zn in ZnO [101-103], the self-trapped hole in NaCl [104], defect-trapped and self-
trapped electrons and holes in TiO, [105], or the Mg vacancy in MgO [106]. Semilocal
density functionals yield excessively delocalized electron densities resulting in
inaccurate defect geometries. Hybrid functionals generally improve upon this.
However, the mixing coefficient a required for reproducing correct defect geometries
can be very different than the value optimizing the band gap [103]. This implies that
a single value of a cannot concurrently reproduce the bulk band edges and the
ground-state geometries of specific defects. Such an ad hoc fixation of the hybrid-
functional parameters is clearly disturbing.

In conclusion, hybrid functionals certainly represent a powerful tool for the study
of defect levels, but problematic aspects persist requiring great caution in their
application. In this work, we restricted the discussion to the class of hybrid
functionals based on bare nonlocal exchange, in which the mixing coefficient is
allowed to vary. Hybrid functionals based on screened exchange might offer greater
flexibility, but it is anticipated that even such functionals would not lead to a
universally effective tool when used with fixed parameters [107]. In this context, the
approach discussed in this work provides useful insights and guidelines for the
theoretical determination of defect levels.
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8
Accurate Gap Levels and Their Role in the Reliability

of Other Calculated Defect Properties

Peter Deak, Adam Gali, Balint Aradi, and Thomas Frauenheim

8.1
Introduction

Bulk defects and surfaces give rise to characteristic fingerprints in the electrical,
optical, and magnetic spectra of non-metallic crystals, critically influencing their
functionality in applications. The task of defect theory is to establish the equilibrium
concentration of conceivable defects (without or in the presence of other defects)
and to calculate their properties for comparison with the experimental spectra. The
information gained from the joint efforts of defect theory and spectroscopy serves as
database for defect engineering, which has become an integral part of technology
design in electronics, optoelectronics, and photovoltaics, but also serves the under-
standing of surface processes like heterogeneous catalysis.

From the viewpoint of the electrical and optical properties of the bulk, as well as of
the chemical reactivity of surfaces, band gap states are of paramount importance in
non-metallic solids. Their position with respect to the band edges determines the
electrical and optical spectra but contributes also dominantly to the formation energy.
Calculating defect level positions has been the toughest challenge for defect theory,
because its “work horse” in the past decades [1], density functional theory (DFT) in its
standard implementations — the local density approximation (LDA) and the semi-
local generalized gradient approximation (GGA) —leads to a serious underestimation
of the band gap (sometimes to no gap atall), and to big uncertainties in the defect level
positions in it. For a long time, this deficiency has been regarded as a relatively minor
problem, hampering only the comparison of the calculated spectra with the exper-
imental ones but, in fact, it has serious implications for the formation energy [2], and
so for the relative stability of different defect configurations. In this paper we will
demonstrate this and review our experience with different correction schemes for
calculating defect properties free of the gap error.

Before doing so, however, let us consider the ways of calculating electrical and
optical spectra. Usually, what is being measured is the energy promoting an electron
from the valence band maximum (VBM) to a defect level (acceptors), or to the
conduction band minimum (CBM) from a defect level (donors). Of course, internal
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excitation of the defectis also possible, and the reverse (recombination) processes can
also be measured. In some experiments, the measured energy absorption or
emission corresponds to the change in the electronic energy alone, while in others
to the change in the total energy. With reference to a Franck—-Condon diagram, the
former are called vertical transitions, while the latter, where the ions have time to
relax, are called adiabatic. Since (except for internal excitations) the charge state of
the defect itself changes, these transition energies are often referred to as “optical” or
“thermal” charge transition levels of the defect, respectively. In principle, an
excitation energy should be calculated as the total energy difference between the
ground and excited states, but DFT can be applied only to the former. However,
excitations energies can also be deduced by comparing the ground state energies of
different charge states. Using charge transition energies of the perfect and the
defective crystal, as shown in Figure 8.1, one can obtain the energies of the required
electronic transitions from/to the band edges to/from the defect level. For vertical
(optical) transitions, the total energy differences have to be taken at the geometry of
the initial state, while for adiabatic (thermal) transitions at the respective equilibria
of the final and initial states. Actually, the charge transition energies with respect to
the vacuum level correspond to the ionization energies and electron affinities of the
systems. (N.B.: the electron affinity is the ionization energy of the negative state.) In
DFT, if the applied functional was exact, the negative of the highest occupied
Kohn—Sham (KS) level would be exactly equal with the ionization energy [3, 4]. In
supercell calculations the vacuum level is not defined but the common reference level
of Figure 8.1 does not appear in the required ionization energy differences. So, e.g.,
for the infinite system, Ic — Ac = €cg — &vp = Eg [2]. The standard local and semi-
local approximations of the exchange functional introduce a spurious electron self-
interaction which leads to the “band gap error,” irrespective of which way one
calculates it (assuming that proper band-filling corrections were applied in the total
energy calculated at special k-points) [2]. Also, while the total energy should be alinear
function of the occupation number (between integer values), in the standard
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Figure 8.1 (online color at: www.pss-b.com) perfect (C) and the defective (D) crystal. | and

Transition energies as ground state energy A are the corresponding ionization energies
differences. Lines denoted with the Greek letter  and electron affinities, respectively. Arrows with
€ represent (Kohn—Sham) one-electron dashed lines (red) are the donor and

levels, arrows denoted with Latin E acceptor transitions, while the dotted (green)
correspond to transition energies between one is the fundamental absorption (Eg) of

the charge states given in parentheses for the  the bulk.



8.2 Empirical Correction Schemes for the KS Levels

approximations this function has a positive curvature. This leads to the improper
placement of the KS levels of the defect with respect to the band edges [4].

“Historically,” the first attempts to remedy the gap problem were aimed at
correcting the KS levels of the standard approximations. In Section 2 we will consider
the most common methods and conclude that, save for many-body calculations on
the defect containing solid, the applicability of them all are restricted to special defects
even within one host material.

The “gap error,” however, does not only concern the calculation of the defect level
positions — it also appears in the formation energy of the defect, influencing the
correct prediction of the ground state and the activation energies for diffusion or
reactions. In Section 3 we will demonstrate this on a few examples. In Section 4 we
will also show that total energy corrections based on the KS level corrections can only
be applied in special cases.

Obviously, the whole “gap problem” could be solved by applying GW or Quantum
Monte Carlo methods. The difficulty is, that — while simplified (GoW,) techniques
can be applied to large supercells [5] to provide a posteriori quasiparticle (QP)
corrections — self-consistent GW calculations [6] are still rather costly, restricting
the size of the supercell presently, e.g., to 64-72 atoms for tetrahedral semiconduc-
tors (at the very limit), and calculation of the total energy is as yet not possible even for
these. Cost factors limit Quantum Monte Carlo calculations even more, mostly
forbidding even to take into account relaxation effects [7]. Therefore, in the time
being, we think that the best way of dealing with the gap problem is to turn to
a generalized Kohn-Sham scheme, based on approximate non-local exchange
functionals [8]. There are many possibilities available (see, e.g., Refs. [9-14]). In
Section 5 we will investigate the performance of the screened hybrid exchange
functional of Heyd, Scuseria, and Ernzerhof [15, 16] for a set of well chosen defects.
Our conclusion is that carefully tested semi-empirical, range-separated hybrids
are presently the best tools for economically feasible studies of both defect spectra
and energetics, with transferability within a class of hosts of similar bonding and
irrespective of the nature of the defect.

8.2
Empirical Correction Schemes for the KS Levels

First attempts for correcting the consequences of the gap error for defects have
concentrated on the gap levels. Since calculated effective masses were acceptably
accurate, the assumption was that (semi)local approximations to DFT described both
bands accurately, just the energy difference between the VBM and the CBM was too
small [17]. This has led to the idea of taking the VBM as reference, open up the gap to
its experimental value, and scale the energy difference of the defect level to the VBM
accordingly. Needless to say that this procedure has no justification whatsoever. A
more intelligent approach was to consider whether the defect state was VB or CB
related and — as a first approximation — apply the same shift (w.r. to the VBM) as for the
CBM in the latter case, or no shift at all in the former. Mostly, however, no clear-cut
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decision is possible. This was taken into account by the “scissor operator,” introduced
by Baraff and Schltiter [18] for the case of a vacancy. Since the wave function of the
defect can be expanded on the basis of the perfect crystalline states, they assumed that
the amount of necessary shifting for a defect level can be determined by the weight of
the conduction-band states in the expansion. Therefore, the shift necessary for the
CBM to reproduce the experimental gap is to be scaled by the sum of overlaps
between the defect wave function and all CB states of the perfect crystal. In principle,
the scissor operator can be applied self-consistently, but most often it was applied a
posteriori, which made sense only if the too low-lying CBM in the LDA or GGA
calculation did not mask the localized defect level [2]. (Otherwise the calculation
would lead — incorrectly — to an effective mass like state and a full shift with the CBM.)

In our experience, the scissor operator has worked reasonably well for substitu-
tional defects and split-interstitials but for interstitial defects in the low electron
density region of the crystal the results seemed to be problematic. Therefore, we
carried out a case study using hydrogen as a probe in silicon and silicon carbide [19].
The hydrogen interstitial in Si has established configurations both in the high and
low electron density regions of the crystal [20]. In the neutral charge state, it intercepts
a Si—Si bond. At this, so-called bond-center (BC) site the hydrogen is a donor. There
exists, however, a metastable site behind a Si-Si bond, in the so-called antibonding
(AB) position (near to the tetrahedral interstitial site T). Here the hydrogen acts as an
acceptor. This provides a unique opportunity to check how the validity of the scissor
correction depends on the position of the defect. In SiC the interstitial H is always an
acceptor at the AB site, behind a silicon atom. Comparing that to the case of Hap in Si
can show how the scissor correction works in materials with very different gaps. In
our study we have used standard local (spin) density approximation, and compared
the scissor correction to the QP-correction of a GoW, calculation. (Details are
described in Ref. [19].)

The results are shown in Table 8.1. The scissor correction is close to the GoW,
result for Hpc. This corroborates the experience obtained with substitutional defects
that the scissor operator works well in the high electron density region of the crystal.

Table 8.1 Comparison of the scissor- and the GoW, QP-corrections [in (eV)] to the KS levels
obtained by LDA for interstitial H in Si and SiC. (Also corrections predicted by a one-parameter
hybrid functional are given).

level® scissor GoWo hybrid
Si: CBM 0.61 0.66 0.61
Si:HY. 0.53 0.44 0.47
Si:Hyy 0.44 0.17 0.12
SiC:CBM 1.08 1.17 1.12
SiC: Hyy 0.90 0.12 0.04

a) The position of the CBM has been set according to the experimental gap in the case of the scissor
operator. The mixing parameter of the hybrid functional has been fitted to reproduce the lattice
parameter, cohesive energy, bulk modulus, and the band gap.
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In contrast the scissor yields a gross overcorrection for Hup in both materials. (The
error increases in 4H-SiC, relative to Si, by about the same amount as the increase in
the gap correction.) The explanation lies in the different nature of the defect state at
BCand AB. At BC in Si it is essentially an antibonding combination of the sp® hybrids
on the Sineighbors, i.e., clearly conduction band derived. Therefore, it can very well
be described by a linear combination of the CB states of the perfect crystal. The defect
state of H at the AB site (i.e., near the tetrahedral interstitial site T) is a good example
for an 1s effective-mass state. However, in this interstitial “hole” of the tetrahedrally
bonded semiconductors, the electron density is small, so only CB states can be
involved in the expansion of even such an essentially valence state [21]. As a result,
the scissor gives a correction almost as big as that of the CBM, being increasingly
wrong with increasing gap. Obviously, the basic assumption of the scissor operator
works only in the high electron density region of the perfect crystal, and not if the
defect resides in a low electron density region where the VB states of the perfect
crystal do not provide an adequate basis for expanding a strongly localized defect
state.

Another way of dealing with the gap problem is to correct the host band structure of
a standard (semi)local DFT approximation. One possibility for that is the application
of an a posteriori alignment scheme [22, 23]. It has been observed that the QP-
corrections work like a symmetric scissor, pushing the VBM down and the CBM up,
and —atleast for some defects — the position of the gap levels, with respect to a suitable
chosen “external” reference, hardly changes [23]. This would allow to correct the
positions of the VBM and the CBM, based on — say GW — calculations done on
the small unit cell of the perfect system, which is much less costly to carry out than for
the defective super cell. Unfortunately, however, this idea works only for defects with
well localized mid-gap levels [23], and provides no way of correcting the total energy
(see next section). A self-consistent but empirical way of correcting the host band
structure is offered by the use of the LDA + U (or GGA + U) methods, and/or by
applying non-local empirical pseudopotentials (NLEP) for correction, as described in
Ref. [4]. One problem with this procedure is that the adjustment of the KS levels is
often accompanied by the deterioration in the ground state properties of the system
(e.g., ionicity and lattice constant). The other problem is that a reasonably justified
choice of the empirical parameters can only be made for the host system but not for
an impurity. Our attempt, in the latter case, to choose parameters by enforcing the
equality of the ionization energies, calculated either as total energy difference or as
the negative of the highest occupied KS level, has failed.

83
The Role of the Gap Level Positions in the Relative Energies of Various
Defect Configurations

While the methods mentioned in the previous Section can be used — at least for some
defects — to obtain spectra comparable to experiment, the consequences of the gap
error in the total (and formation) energy still remain. Here we would like to recall two

143



144

8 Accurate Gap Levels and Their Role in the Reliability of Other Calculated Defect Properties

examples in silicon [24], which demonstrate how the error in the gap level position
directly influences the relative energy of different configurations. We compare here
calculations with pure GGA exchange to those with a one-parameter hybrid func-
tional. The mixing parameter of Hartree—Fock and GGA exchange in the latter have
been chosen to optimize the lattice constant, the cohesive energy, the bulk modulus,
and its derivative, as well as the widths of the VB and the fundamental gap [25]. With
this optimal value, also higher bulk excitations are well reproduced and, as shown in
Table 8.1, the level positions of H in Si are very near to the ones obtained by GW. Later,
in Section 8.5, we will show that hybrid functionals can really be used as reference,
providing not only correct gap level positions but also total energy differences free of
the gap error.

The first example is interstitial oxygen in silicon, in its ground state O;, as puckered
BC interstitial, and in the so called Oy configuration, which is the saddle point along
the diffusion path (Figure 8.2). The activation energy for diffusion is well established
experimentally: 2.53 eV in the 270-700 °C range [26]. In a theoretical calculation at
0K, one should expect a somewhat higher value. Based on the observed Si-O-Si
stretch frequency of ~1100 cm™?, the zero-point energy in the ground state can be
estimated to be 0.07 eV, so the 0K theoretical barrier should be above 2.6eV. It is
known, that well converged LDA or GGA calculations underestimate this activation
energy. our GGA calculation in a 64 atom supercell resulted in 2.37 eV. In contrast,
the hybrid functional gave 2.69 eV, which is well in line with experiment. For both
functionals, the increase of the total energy follows the emergence of a gap level from
the VB, when going from the electrically inactive O; configuration toward the saddle
point at Oy, where the central Si atom has a p-type dangling bond, doubly occupied
due to electron transfer from the trivalent oxygen atom. Considering that the gap level
is doubly occupied, the 0.14 eV difference in the level positions between the hybrid
and the pure GGA calculation at the saddle point seems to explain most of the
deviation of the activation energy, 0.32eV. Although the numerical agreement is
somewhat accidental (as shown in the next Section), this finding indicates that the
error of GGA in predicting the activation energy is related to the gap error.

The other example is the complex of substitutional boron with a self-interstitial,
Bs; + Si;. This defect gives rise to the charge transition level shown in Table 8.2, is
paramagnetic in the neutral charge state and, according to the observed hyperfine
interactions, it has C;j, symmetry [27]. LDA and GGA studies result in a metastable
configuration with such a symmetry but give also a more stable one with Cj,
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Figure 8.2 (online color at: www.pss-b.com) in the latter is indicated by the lone pair p
The diffusion path of interstitial oxygen in silicon  state. This state gives rise to a level in the
(O)) from ground state to ground state through  gap. The oxygen atom is the dark

the Oy transition state. The undercoordinated Si  (red in color) sphere.
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Table8.2 (+ /0) charge transition levels in silicon [with respect to the perfect crystal VBM in (eV)],
calculated by an LDA functional, and after correcting the total energies according to Eq. (8.1), based
on a calculation by GoW or by a one-parameter hybrid functional.

E(+ /0) w.r. VBM with corrections based on
level positions in

LDA GoWo hybrid exptl.
Hpc 0.54 0.98 0.98 0.94%
Bg; + Si; 0.66 0.94 0.99°
a) Ref. [29],
b) Ref. [27]

symmetry, as shown in Figure 8.3 (see Ref. [25] and references therein). This has
always been suspected to be a consequence of the gap problem [28]. Calculation with
the hybrid functional proves that, resulting the Cy}, configuration lower in energy
than the Cs, one. The reason is that in the Cy}, configuration, which is nearly a [110]
split-interstitial, a different kind of orbital is occupied than in the Cs, configuration,
where practically the boron is an on-center substitutional and Si; is near the
tetrahedral interstitial site. The gap level position is shifted up between the GGA
and the hybrid calculation much more in the Cj, case, than in the Cyy,. This
difference brings about a larger increase of the total energy for the C;, configuration
than for the Cyy, leading to a reversal in the stability sequence. This is clearly a case
where LDA and GGA both fail to predict the correct ground state of a system
because of the gap error.

These examples show, that the error in the gap level position directly influences the
relative energies of defects and, without appropriate correction, this can lead to
serious quantitative and qualitative errors in the predictions based on (semi)local
approximations of DFT. Note, that the error of the gap level positions increases with
the width of the gap (see Table 8.1), and can easily cause catastrophic problems for
defects in wide band gap materials.

Hybr.
GGA ==

Figure 8.3 (online color at: www.pss-b.com) The Cy}, (left) and Cs, (right) configurations of the
Bs; -+ Si; complex in silicon. The boron atom is the dark (green in color) sphere. Also shown are
the defect level positions in the gap, as obtained by a pure GGA and a hybrid functional.
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8.4
Correction of the Total Energy Based on the Corrected Gap Level Positions

The examples described in the previous section suggest a possibility of correcting
the total energy. The latter can always be given as the sum of the band energy and of
double-counting terms, and the band energy can be split into the contribution of the
occupied defect level in the gap and that of the valence band:

VB
Eiot = Egg + Egc = npep + Z nig; + Eq.(0) (8.1)
i

where ep, €; denote KS levels in the gap and in the VB, respectively, and np, n; are the
corresponding occupation numbers. Equation (8.1) clearly shows that an error in the
first term of the right-hand side will influence the total energy, since the double-
counting term depends only on the electron density (), which — according to GW
calculations —are quite well described by the (semi)local approximations, and there is
no reason to expect compensation by the second term. Based on Eq. (8.1), we have
used the following correction scheme for the total energy:

Eq" = Eiot + npAep, (8.2)

AED — [8(]'5;)1'1'. _S%OB[{\A} _ [Slf)ncorr. _8{1/1%?\(/)[1'1' (8‘ 3)

Table 8.2 shows the results for the two donors discussed above in silicon, using the
gap level position obtained in the hybrid calculation for correction [24]. In the first
case the correction is also given based on a Go W, calculation [19]. As can be seen the
corrected results compare favorably to experiment. This correction scheme has
recently been proposed again using GW data in Eq. (8.3) [30, 31].

Actually, we have been using this correction scheme for quite some time, initially
with the scissor correction for the gap levels [32], later with the level positions
obtained from one-parameter hybrid functional calculations [33]. Our experience
about its success was, however, somewhat mixed, so we have examined [24] the
working of Egs. (8.2) and (8.3) on the energy difference (i) between the BC and AB
sites (in the same charge state) for interstitial Si:H;, (ii) between the ground state and
saddle point configurations of Si:Oj, and (iii) between two possible configurations of
a silicon vacancy in SiC, as shown in Figure 8.4. (The obvious Vg; configuration can
transform into a V¢ + Cg; one [34]). Assuming that the hybrid calculation provides
both gap level positions and self-consistent total energies free of the gap error, the
corrections (with respect to a pure GGA calculation) to each term in Eq. (8.1) can be
calculated separately. (The corrections to E;,; and Egg can be calculated directly, while
that of E4 is their difference.) These are compared in Table 8.3 with the approximate
correction based on Egs. (8.2) and (8.3). As can be seen, the agreement between the
first and last row is good in only one case. Looking at the contributions from Epp and
E4., however, it is clear that even this agreement is the result of a lucky compensation
effect, which does not occur in the other two. How can this be understood in light of
the success with the charge transition levels in Table 8.2?
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Figure 8.4 (online color at: www.pss-b.com) Vs; (left) and its isomer V¢ + Cg; (right) in SiC. The
carbon atoms are the dark (blue) spheres. The dangling bonds are schematically indicated.

In each of the three cases examined in Table 8.3, there is considerable change in
the bonding. Hydrogen at the BC site in silicon has a singly occupied gap level near
the CB edge, while at the AB site it has a doubly occupied resonance just below the VB
edge. No correction for the latter has been taken into account in the last row, but is
included in the first. (Apparently the two corrections happen to cancel each other
accidentally to a high degree.) The oxygen atom in its interstitial position in silicon is
divalent, with two tetravalent Si neighbors. At the saddle point of its motion it
becomes trivalent and one Si neighbor becomes undercoordinated. Obviously, very
different VB resonances correspond to the two cases and the change in Epg is
considerably more than just the correction coming from the appearance of the gap
level. (Still, the error in the latter does influence the total energy significantly.)
Between the two different configurations the electron density, and so E4. changes as
well. For H in Si this seems to compensate the change in Egg, for O only the VB part of
the latter. In the case of the vacancy in SiC there is no compensation at all. The
approximate correction covers the change from three dangling bonds on Si to three
on C, but at the same time three Si-C bonds are replaced by three C-C bonds, so
a non-self-consistent correction is obviously meaningless.

Table 8.3 The difference between a hybrid and a GGA calculation [24] in the relative energy of two
defect configurations, a and b, split according to the various terms of Eq. (8.1). The last row gives
the approximate total energy corrections based on Egs. (8.2) and (8.3).

a—b Si Sic

Hgc —Hag Oy -0 Vsi—Vc + Gs;
A( ‘tot tot) +0.01 +0.32 —0.75
A(E&;—Eb;) —0.04 +0.51 +1.08
A(E —Eb) +0.05 -0.19 -1.83

nd (€8 +A8D)7nl1’)(£l]’) +Aeh) +0.19 +0.28 -1.89
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In contrast to these cases, the simple change in the occupation of a gap level may
shiftitalittle, but VB resonances will hardly be affected and little change will occur in
E4. — at least in the cases mentioned here. However, in case of bistable defects, the
charge transition may induce a substantial relaxation of the nuclei and a very different
bonding. Therefore, the a posteriori corrections scheme of Egs. (8.2) and (8.3) should
be used with utter care.

8.5
Accurate Gap Levels and Total Energy Differences by Screened Hybrid Functionals

Considering all the problems with correcting the results of the (semi)local exchange
functionals on the one hand, and the unfeasibility of applying many-body theories to
large supercells on the other, generalized KS (gKS) schemes with approximate non-
local exchange functionals seem to offer the solution in the time being. Such
approximations are the hybrid functionals. Based on the adiabatic connection
formula Becke has suggested [35, 36] an approximation to the exact DFT exchange
energy by mixing GGA and Hartree—Fock (HF) exchange. The mixing parameter of
these hybrid functionals were chosen semi-empirically to optimize thermochemical
data of molecules. The optimal choice of 25% HF-exchange can also be justified
theoretically [37]. It has been observed early on that hybrid functionals systematically
improve the gKS gap of semiconductors [38]. Encouraged by that, we have deter-
mined materials-specific mixing parameters for crystalline Si [25], SiC [33] and
Si0, [39], by fitting ground state properties as well as the gap to experimental values,
as mentioned earlier. Table 8.4 shows the band gaps obtained. Although these hybrids
have proved themselves in several applications (see, e.g., Refs. [33, 39-42]), their lack
of transferability from one material to another is a severe restriction, especially for
interface studies.

More recently, a new class of hybrid functionals has been introduced [15], where
the mixing is done only for the short range part of the electron—electron interaction.
This corresponds to screened non-local exchange (screened hybrids). The screening
parameter introduces an additional degree of freedom, and optimizing these can give
excellent gaps for a wide range of semiconductors (but not for all). The first version

Table 8.4 Band gaps obtained by a one-parameter hybrid exchange functional. Values in Italics in
each column were obtained by the mixing parameter optimized for ground state properties and the
gap of the given material. The experimental values are shown in parentheses. All values are in (eV).

HF-part fundamental gap (eV)

Si0, (9.5) si (1.17) 3C-SiC (2.36) C (5.48)
12% 1.17
20% 9.0 1.44 2.42 5.12

28% 9.5
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Table8.5 Comparison of PBE and HSEOQ6 results [46] for the lattice constant (g, ¢), cohesive energy
(Econ), bulk modulus (Bo), fundamental (indirect) gap (Ey), first allowed direct transition at the
Brillouin-zone center (I';s" — T'5'), and valence band width (VB) with experimental data [47, 48] in
case of the Group IV semiconductors.

method a(A) c(A)  Ecn(eV) Bo(GPa) Eg(eV) Iy’ — VB (eV)

I, (eV)
diamond PBE 3.574 7.85 425 4.21 13.3 21.5
exptl. 3.567 7.37 443 5.48 15.3 24.2
HSEO06  3.544 7.58 464 5.42 15.7 23.8
4H-SiC PBE 3.091 10.116 6.51 2.22
exptl. 3.073  10.053 3.23
HSE06  3.069 10.045 6.37 3.21
3C-SiC PBE 4.375 6.51 209 1.37 6.1 153
exptl. 4.360 6.34 224 2.36 7.4 17.
HSE06  4.345 6.37 230 2.25 7.7 17.1
silicon PBE 5.468 4.62 88 0.61 3.14 11.8
exptl. 5.429 4.63 99 1.17 4.15 12.5
HSE06  5.434 4.54 98 1.17 4.33 13.3
germanium PBE 0.00
exptl. 5.658 3.88 0.74 0.90 13.0
HSEO06  5.670 3.66 0.84 0.88 13.9

(HSEO03) of this screened hybrid by Heyd—Scuseria—Ernzerhof [15] has shown
substantial improvement of the band gap over a one-parameter hybrid with 25%
HF-part (termed PBEO in Ref. 9) and, above all, the same quality in similarly bonded
materials. Itis important to emphasize that at the same time also the reproduction of
the basic ground state properties (lattice constant, heat of formation, and bulk
modulus) have also improved [43].

In Table 8.5 we show this for the Group IV semiconductors, diamond, SiC, Si, and
Ge, using the revised HSE0G version [16]. (The screening parameter is setto 0.2 A™*,
keeping the 25% admixture of HF-exchange to 75% GGA exchange calculated by the
Perdew, Burke, and Ernzerhof — or PBE — functional [44].) We would like to point out
that details of the band structure, like width of the VB or the first allowed direct
transition at I', which have not been included into the fitting procedure, agree also
well with experiment. The band gaps are reproduced in all these materials with the
same high accuracy. This is even true for Ge (taking into account the lack of spin-orbit
coupling in our calculation, which would lower the fundamental gap), for which
the PBE calculation gives no gap at all. The transferability of HSE06 in materials with
similar bonds is encouraging, provided it pertains also to defect levels. In a recent
paper we have found that HSE06 works extremely well for the inner excitation of
adefectin diamond [45]. We have, therefore, also investigated the transition energies
between the band edges and defect states in a systematic manner [46].
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From theview pointof defects, the approximate non-local exchange functional in the
gKS scheme is expected to remedy both the gap problem and the inappropriate
dependence of the total energy on the occupation number, or in other words: to provide
both total energy and gKS levels of the defect free of the gap error. To check this, we have
compared the band « defect transitions computed (cf. Figure 8.1) as differences of
self-consistenttotal energies (ASCFmethod) to values obtained as differences between
highestoccupied gKS levels (AKS method). The average potentials between the perfect
crystal and the defective supercell have been aligned using the method suggested in
Ref. [1]. Charged supercells were calculated assuming a jellium charge of opposite
sign. Thisleadstoanerror, dependenton the supercell size, both in the total energyand
inthe gKSlevels[31]. In general, theerror also depends on the nature of the defect state,
requiring non-trivial correction procedures [49]. Therefore we have chosen fairlylarge,
512-atom supercells (in the I" approximation) to minimize all size effects, and applied
65% of the monopole correction for charged supercells, as suggested in Ref. [2]. In case
of acceptors both the AKS and ASCF transitions need correction, and we assumed
them to be approximately equal for a single negative charge.

In Table 8.6 we compare the AKS and ASCEF vertical transitions for a series of
donors and acceptors in diamond, silicon, and germanium. For Si, the defects have
been chosen to scan the whole width of the gap by their gap levels. With one
exception, the agreement is within 0.1 eV, irrespective of the gap width of the host, or
the shallow or deep nature of the defect.

Table 8.7 shows the comparison of the calculated adiabatic transition energies to
the experimental ones. The adiabatic “AKS” values have been obtained by adding
the relaxation energy of the charged state (with respect to the neutral one) to the
vertical AKS transition. The values obtained this way are in stunning agreement with
experiment. (N.B. the defects in this study have been chosen by the criterion of having
accurate experimental values beyond doubt.) The same is true for the ASCF results,
except for the case of the iron interstitial in silicon (Si:Fe;), the “odd guy out” also in
Table 8.6. Comparison of the two Tables show that the error is in the calculated ASCF

Table 8.6 Vertical transition energies [in (eV)] calculated by comparing highest occupied levels
(AKS) or total energies (ASCF) according to Figure 8.1. The E( + /0) transition levels of donors are
given with respect to the VBM, the E(+ /0) transitions levels of acceptors with respect to the CBM.

donors acceptors

E(+ /0) w.r. CBM AKS ASCF E(0/—) w.r. VBM AKS ASCF
Cs12:P¢ —0.6 —0.6 Cs12:Bc +0.3 +0.4
Sigdzlssi —-0.3 —0.3 Si512:In5i +0.2 +0.2
Sisty : Sgi —0.6 —0.6 Si512:0g; +0.9 +1.0
Sis12:Fe; —1.0 —-0.7

Si;lziAuSi —-0.9 —0.8

Sis12:C; -1.0 -0.9 Sis12:Ci +1.0 +1.0

G6512:SGE —0.4 —-0.3 G8512:OGe +0.4 + 0.4
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Table 8.7 Adiabatic AKS® and ASCF transition energies compared to experiment. Experimental
values are from Ref. [50].

donors acceptors

E(+/0) w.r. CBM  AKS ASCF  exptl.  E(0/—)w.r. VBM  AKS ASCF  exptl.

C512:PC —-0.5 —-0.5 —0.6 C512:BC +0.3 +0.4 +0.4
Sis12:Ssi -0.3 -0.3 -0.3 Sisyp:Ing; +0.2 +0.2 +0.2
Sis12:Sgi —0.5 —0.5 —0.6  Sis12:0g; +08 +09 409
Sis1:Fe; -0.8 -0.5 -0.8

51512:Au5i —-0.8 —-0.8 —-0.8

Si;lzici -0.9 —0.8 —-0.9 Si512:Ci +0.9 +1.0 +1.0
Ges12:SGe -0.3 -0.3 -0.3 Ges12:06e +0.3 +0.3 +0.3

a) The relaxation energy of the charged state (with respect to the neutral one) was added to the
vertical AKS transition.

vertical transition. This may be partly an error of the simplified charge correction, but
definitely not entirely. (The error is bigger than the whole monopole correction.) Si:
Fe; has a gap state which is highly localized on a Fe 3d orbital, i.e., compared to the
other defects, has the least contribution form host derived states. (In all other cases
the gap state is either effective mass like or a combination of host dangling bonds. The
donor state of Si:C; is a pure p orbital on C.) Therefore, a possible explanation for the
error might be that the screened hybrid can mimic the accurate non-local exchange
functional in every respect only for states characteristic to the class of hosts for which
the parameters have been chosen. For other states the dependence of the total energy
on the occupation number is still seemingly correct, but not the absolute value.

If the above analysis is correct, the defect energetics obtained by a screened hybrid
can only be fully trusted if the defect state is dominantly host-related. Still, the
position of the gap level seem to be supplied by high accuracy in every case. This has
three advantages: (i) the experimental spectrum can be predicted, (ii) comparison
of the AKS and ASCEF vertical transition energies provides a convenient way of
assessing the reliability of the energetics, and (iii) the transition energies can be
calculated without the need for a charge correction.

8.6
Summary

We have considered, how the “gap error” of the standard (semi)local DFT approx-
imations influences both the spectra and relative energies of defects, and investigated
several ways of correction. We conclude that from the point of view of the spectrum,

i) the scissor operator is a reasonably accurate and very convenient method of
correcting the gap level position, if the defect is in the high electron density
region of the perfect crystal, but fails outside of that.
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ii) Methods of correcting the KS levels of the host work only for a certain class of
defects even in one material.

iii) Gap level positions in semi-empirical screened hybrid calculations are just as
accurate as the gap for which they have been parameterized, independent of the
nature of the defect. The parameters are transferable within a class of materials
with similar bonding.

From the view point of calculating the relative energy of different defect
configurations (or charge states) we conclude that

iv) Different kind of gap states and VB resonances in the two configurations lead to
different errors in the band energy, and so to a substantial error in the relative
energy. The latter increases with the gap error (~gap width) and can lead to
reversal of the stability ordering. Therefore, in such cases the LDA or GGA total
energy has to be corrected for the “gap error” as well.

v) Correcting the band energy for the gap level alone is only sufficient if the
relaxation upon changing the defect state is small.

vi) The total energy supplied by semi-empirical screened hybrids seems to be largely
free of the consequences of the “gap error” for defect states with the character of
the orbitals in those materials for which the parameters have been optimized.

It appears that, in the time being, well parameterized semi-empirical
screened hybrids are the preferred method for calculating relative energies and
electronic transitions for defects. Although much less expensive than GW or
Quantum Monte Carlo calculations, their computational cost is still about an order
of magnitude higher than for LDA or GGA. Therefore, a careful check of (iv) is
recommended.
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9

LDA + U and Hybrid Functional Calculations for Defects
in ZnO, SnO,, and TiO,

Anderson Janotti and Chris G. Van de Walle

9.1
Introduction

Defects and impurities greatly influence the optical and electrical properties of
semiconductors. Control of their concentration and their effects is essential for
enabling the utilization of a semiconductor material for electronic and optoelectronic
device applications [1-3]. As examples, ZnO, SnO,, and TiO, are promising materials
for light emitters, transparent contacts, and photocatalysis; nevertheless, their use in
devices has been hindered by the inability to control their electrical and optical
properties, which are strongly affected by the presence of native defects and
background impurities [4—8]. ZnO has a direct band gap of 3.4 eV and shows excellent
luminescence and carrier-transport properties, but the lack of p-type conductivity
prevents the use of ZnO in LEDs and lasers. Better control over the n-type
conductivity would also improve its prospects as a transparent electrical contact
[4-6]. SnO; has a band gap of 3.6 eV and has been considered as an alternative to the
transparent conducting oxide Sn-doped In, 05 (ITO) [7]. Similar to ZnO, SnO, would
greatly benefit from an improved control over doping and defect concentrations. TiO,
has a band gap of 3.0 eV and its expanded use in photocatalysis and photoelectrolysis
depends on engineering its band gap for extending its activity to the visible spectrum,
as well as on controlling carrier transport and unwanted carrier recombination [8].
These properties are again strongly influenced by impurities and native point defects.

Calculations based on the density functional theory (DFT) within the local density
approximation (LDA) or its semilocal extensions, such as the generalized gradient
approximation (GGA), form the standard approach for studying defects in semi-
conductors and insulators [10]. The problem with the DFT-LDA or GGA is the severe
underestimation of band gaps [9], which impart typically large errors in the calculated
formation energies and the position of transition levels [10, 11]. Empirical correc-
tions, such as applying a scissors operator, have been proposed over the years, with
conclusions varying qualitatively from one research group to another [10, 12].
Recently, the use of LDA + U [13] and the development of screened hybrid func-
tionals [14] have led to significant progress toward a quantitative description of
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defects in semiconductors. In particular, a systematic approach based on LDA + U
has been proposed and applied for defects in ZnO [11]. The extra Coulomb potential
Uhas been added to improve the description of the Zn semi-core d states in a justified
physical manner. As a consequence, the interaction between the Zn d states and O p
states that compose the upper valence band states, and the position of the Zn 4s states
are also affected, leading to a partial correction of the band gap in ZnO [15, 16]. An
extrapolation based on LDA and LDA + Uresults was then performed and corrected
transition levels and formation energies for all native point defects have been
obtained [11, 17, 18]. As a main result, it has been predicted that oxygen vacancies
are not responsible for the unintentional n-type conductivity in ZnO since itis a deep
donor. These results have been favorably compared to recent experimental measure-
ments on high quality ZnO single crystals [19, 20].

The use of LDA + U for studying defects is limited to materials with semicore d
states such as the d-bands in ZnO, SnO,, or InN[11, 21, 22]. In our opinion, the use of
LDA + U for states that are more appropriately described as delocalized or itinerant
bands is unwarranted and may lead to spurious results. For instance, applying
LDA + U'to the Tid states of TiO, and related materials, or to the O p states in any of
these oxides is not physically justified, since these states clearly lead to extended states
in the band structure. The advent of screened hybrid functionals [14] and its
implementation with periodic boundary conditions has allowed overcoming this
limitation [23]. Mixing a fraction of non-local Hartree—Fock exchange with the GGA
exchange potential [24] and imposing a screening length leads to an improved
description of the electronic properties of a wide range of materials. By adjusting the
mixing parameter it is possible to accurately describe band gaps. The imposition of a
screening length is essential for describing semiconductors and metals on the same
footing [25], which is necessary for determining formation energies in which metallic
phases enter as references for reservoir energies. Based on Heyd, Scuseria, and
Ernzerhof (HSE) is has been possible to describe the different charge states of the
oxygen vacancy in TiO, [26].

In the present work, we discuss the results for native defects in ZnO and SnO,
using the LDA/LDA + U extrapolation and the HSE hybrid functional. We address
the advantages and limitations of these two methods, and draw comparisons with
experimental data where available. We also present results for oxygen vacancies in
TiO, based on HSE, shedding light on the differences among the wide range of
results and conclusions reported in the literature.

9.2
Methods

Formal definitions of formation energies and transition levels are given in the paper
by Janotti and Van de Walle in this volume [27] and will not be repeated here. Instead,
we focus on the uncertainties introduced by the use of DFT. The standard approach
based on DFT-LDA or GGA for calculating defects in semiconductors fails to provide
quantitative predictions of transition levels and formation energies. This failure can
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be largely attributed to the band-gap error in semiconductors and insulators. LDA
and GGA underestimate band gaps by more than 50%, and the errors are usually in
the position of both valence and conduction bands. As a consequence, calculated
transition levels that describe transitions between charge states of the defect carry
uncertainties that can be as large as the band-gap error [10, 11]. Transition levels are
defined as total energy differences between adding an electron and/or removing an
electron from defect-induced gap states. This is analogous to the definition of the
band gap as an energy difference between adding an electron to the conduction band
and removing an electron from the valence band. Thus, transition levels suffer from
the same error as band gaps in the LDA or GGA [9].

An often-overlooked problem is the error in formation energies due to the band-gap
underestimation in the LDA/GGA [11]. It is often assumed that the formation energy
of a neutral defect is a ground-state property that is well described within DFT-LDA or
GGA. However, if the defect induces single-particle states in the band gap that are
occupied with electrons, the error in the energetic position of these levels will also
affect the formation energy. As the band gap is corrected by going beyond the LDA/
GGA approximations, the defect-induced states shift with respect to the valence-band
maximum, resulting in changes in the defect formation energy. As an extreme
example, in the case of shallow acceptors, the defect-induced states are expected to
shift with the valence band and the correction in the formation energy of the acceptor
when the Fermi level is at the valence-band maximum is directly related to the
correction in the position of the valence-band maximum on an absolute energy
scale [12]. In the case of deep acceptors (or donors), the correction to the formation
energies results from both the shift in the occupied single-particle states in the gap and
the correction in the valence-band maximum (or conduction-band minimum) [11].

Various approaches to correct defect formation energies have recently been
developed, including the LDA + U, hybrid functionals, and GW [11, 26, 28, 29].
In this paper we discuss the first two. The LDA + U has been applied to defects in
materials with semicore d states such as ZnO, SnO,, and InN[11, 21, 22]. An external
Coulomb potential is added to the semicore d electrons of the metal atom, leading to a
downshift of the d bands, which become more localized and narrower, and indirectly
affects both the valence-band and conduction-band edges. It affects the states at the
top of the valence band through the coupling with the O p states. As the ionic cores are
more screened by the localization of the d states, it shifts the s states of the metal
atoms, which compose the conduction-band minimum in these materials, upward in
energy. These two effects lead to an opening of the band gap [15, 16]. Note that
LDA + Uprovides only a partial correction to the band gap, through the correction of
the semicore d states, since the LDA/GGA problem associated with the discontinuity
of the exchange-correlation potential as a function of the number of electrons still
persists [9]. Since the LDA + Uimprovements affect the position of the band edges,
defect states which are derived from valence- and conduction-band states are also
affected. Hence, one can perform calculations based on LDA and LDA + U, and
inspect how defect transition levels change in response to a partial band-gap
correction. Based on this information, one can extrapolate transition levels and
correct formation energies, as described in Refs. [11, 18]. The extrapolation scheme
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has a physics basis, since the states of the host crystal form a complete basis set for
expressing the defect-related states. Therefore, by going from LDA to LDA + U, the
defect-related single-particle states in the gap change according to their conduction-
versus valence-band character.

The advent of hybrid functionals, in particular the screened form proposed by HSE
represents a significant improvement in the predictive power of defect calculations in
semiconductors and insulators [14]. By adding a fraction of Hartree-Fock exchange
to the GGA exchange only within a fixed radius (screening length), the HSE has
been successful in describing the structure and electronic properties of many
materials [14, 23, 25]. However, there are now two adjustable parameters, namely
the fraction of Hartree—Fock exchange and the screening length. No rigorous ab initio
procedures exist to determine the choice of these parameters, although a screening
length of 10 A and a mixing parameter of 0.25 are frequently assumed. It is to be
expected that the screening length and the amount of Hartree-Fock exchange may
vary from material to material. A common approach has been to fix the screening
length at 10 Aand to vary the fraction of Hartree—Fock exchange in order to reproduce
the band gap of a given material. This is acceptable in the absence of rigorous
prescriptions, but prudence dictates that the sensitivity of the results to the value of
the mixing parameter be examined. In our own work, we always ensure that the
qualititative conclusions of our studies are independent of the precise value of the
mixing parameter.

In the following we will discuss the results of LDA + U and HSE applied to
the study of selected defects in ZnO, SnO,, TiO,. Formation energies as a
function of chemical potentials and Fermi level position are calculated as described
in Refs. [10, 11].

9.2.1
ZnO

With a direct band gap of 3.4 €V, an exciton binding energy of 60 meV, and being
available as large single crystals, ZnO is a promising material for light emitting
diodes, laser diodes, and high-power transistors. Since optical transitions from the
lowest conduction band to the next available conduction-band states involve photons
with energies in the UV range, ZnO has also been considered as transparent
electrode. However, the development of ZnO for these applications has been
hindered by a lack of understanding and difficulties in controlling the electrical
conductivity [4-6]. ZnO in bulk and thin-film forms is almost always n-type, the cause
of which has been highly debated. p-Type ZnO has been reported by many authors,
but reliability and reproducibility are questionable [4—6].

The unintentional n-type conductivity in ZnO has long been attributed to the
presence of native point defects such as oxygen vacancies or zinc interstitials [4].
However, the identification of such defects in as-grown (as opposed to irradiated)
material has been elusive, and the evidence of their relation to the observed
conductivity has always been indirect, e.g., based on the variation of conductivity
with O, partial pressure in the annealing environment. In the absence of reliable
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Figure 9.1  (online colour at: www.pss-b.com)
Formation energy as a function of Fermi level for
donor-type native point defects in ZnO: oxygen
vacancies (Vo), zinc interstitials (Zn;), and zinc
antisites (Zno). (a) Energies according to the

LDA/LDA + U method [11]. (b) Energies
according to the HSE approach, after Oba

et al. [28]. Both plots represent Zn-rich
conditions. The Fermi level is referenced to the
valence-band maximum.

experiments, first-principles calculations can provide direct insight in the role played
by native point defects. The conclusion is that neither O vacancies nor Zn interstitials
can explain the observed n-type conductivity in ZnO [11]. Recent experiments on
high-quality bulk single crystals indeed agree with the conclusions based on first-
principles calculations [19, 20].

In Figure 9.1(a) we show the formation energy versus Fermi-level position for
donor-type native point defects in ZnO, in the Zn-rich limit. These results were based
on an extrapolation of LDA and LDA + U calculations as described in Refs. [11, 18].
As a main result, it has been found that the oxygen vacancy is a deep donor with a
transition level (2 + /0) at about 1eV below the conduction band. Therefore, Vo
cannot explain the observed n-type conductivity in ZnO. The zinc interstitial is a
shallow donor, but it is unstable. With a migration barrier of only 0.6eV [11], Zn
interstitials are mobile even below room temperature. Zinc antisites (Zne) are also
shallow donors, stable in the 24 charge state for Fermi-level positions near the
conduction band. The large off-site displacement of the Zn atom indicates that Zn% "
is actually a complex of V% and Zn?". The high formation energy in n-type ZnO
indicates that ZnZ" is unlikely to play a role in the observed unintentional conduc-
tivity in as-grown or annealed materials, unless Zn2" is created by non-equilibrium
processes such as irradiation. The transition levels related to higher charge states,
Zn}" and Zn§'", are not shown in Figure 9.1.

Note that LDA + U applied to the Zn d states only results in a partial correction to
the band gap (1.5 eV for U=4.7 eV vs. 0.8 eV from LDA). Further opening of the band
gap in order to recover the experimental value of 3.4 eV can in principle be obtained by
applying very large values of U (U, =43.5 eV) to the Zn s states [30]. Such large values
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of Ulead to unphysical effects, e.g., an artificially increased electron effective mass. It
also explains the observed downward shift in defect transition levels of the oxygen
vacancy [30]. The vacancy-related states in the gap are composed of Zn dangling
bonds, which have s and p character. Contrary to the case in which Uis only applied to
the Zn d states, U therefore acts directly on the defect states themselves. If these
defect states are occupied (such as in the case of the neutral charge state of an oxygen
vacancy), the state will shift downwards, resulting in a lowering of the (24 /0)
transition level. In our opinion it is unclear whether this effect of applying U; reflects
the correct physics.

In Figure 9.1(b) we show the results of HSE hybrid functional calculations for donor
defects in ZnO [28]. These HSE calculations were performed with an adjusted mixing
parameter of 37.5% in order to reproduce the experimental value of the band gap of
ZnO. We note that the positions of the transition levels with respect to the band edges
are in remarkable agreement with the results obtained with extrapolation of LDA and
LDA + Uresults [Figure 9.1(a)]. However, the formation energies themselves for these
donor defects are lower in the HSE approach, although the main conclusions regarding
their relation to the unintentional n-type conductivity in ZnO are unchanged. That is,
the oxygen vacancy is a deep donor, and zinc interstitials and zinc antisites are shallow
donors but have very high formation energies under n-type conditions and are hence
unlikely to be responsible for the observed n-type conductivity.

Itis interesting to note that for V4" and Zn?* the difference in formation energies
in Figures. 9.1(a) and (b) is roughly equal to twice the valence-band offset of 1.4 eV
between LDA + Uand HSE estimated from Ref. [15, 31]. That s, we can attribute the
formation-energy difference largely to a downward shift of the valence-band max-
imum on an absolute energy scale. In the LDA/LDA + U approach, no further
correction was assumed for the valence-band-maximum beyond the effects of U on
the Zn d states. It has now become clear that, in fact, further corrections to the
valence-band positions are necessary. Such corrections are included in the HSE [31].

It is important to note that the results for Vo using LDA or GGA are qualitatively
different from those using the LDA/LDA + U approach and the HSE. In the LDA/
GGA the (2 + /0) transition level is within 0.2 eV from the conduction-band min-
imum [11], implying that Vo could be a source of conductivity in ZnO. In contrast,
according to the LDA/LDA + U or HSE results the (2 + /0) level is ~1 eV below the
conduction-band minimum, ruling out the possibility of V contributing electrons to
the conduction band by thermal ionization.

9.2.2
SnOz

Tin dioxide is a wide-band-gap semiconductor of high interest for transparent
electrodes [7]. It crystallizes in the rutile structure and has a band gap of 3.6 eV [32].
The ease of making it n-type, its highly dispersive conduction band (small effective
mass), and the large energy difference between the conduction-band minimum and
the next-higher conduction band at I" contribute to SnO, supporting high carrier
concentrations while still maintaining a high degree of optical transparency [7].
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donor-type native defects in SnO, obtained by  and Sng are stable in the 4 + charge state.
the LDA/LDA + U approach [21]. For Fermi-

SnO, can be made n-type by adding impurities such as Sb or F, which incorporate
on Sn and O sites, respectively. In addition, it has been widely believed that oxygen
vacancies are also a source on n-type conductivity. In analogy to ZnO, the evidence for
oxygen vacancies has been based on the correlation between electron concentrations
and oxygen partial pressure in annealing experiments: increasing the oxygen partial
pressure leads to lower conductivities [7]. However, the attribution of conductivity to
oxygen vacancies is not supported by recent first-principles calculations [21].

In Figure 9.2 we show the calculated formation energies of donor native point
defects in SnO,. These results were obtained from a combination of LDA and
LDA + U calculations as described in Ref. [21]. Similarly to ZnO, the oxygen vacancy
is a deep donor, and the Sn interstitial is unstable with very high formation energy if
the Fermi level is positioned near the conduction-band minimum. The Sn antisite
has even higher formation energy and is also an unlikely source of conductivity in
SnO,. Therefore, the unintentional n-type conductivity is probably caused by the
presence of impurities. For example, hydrogen in either the interstitial form or
substituting for oxygen has been predicted to act as a shallow donor in SnO, [21, 33].

9.2.3
TiO,

Titania is most stable in the rutile crystal structure, with a band gap of 3.1 eV [32]. The
upper part of the valence band is composed of O 2p states, and the lower part of the
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Figure 9.3 (online colour at: www.pss-b.com) Formation energy as a function of Fermi level for
the oxygen vacancy (Vo) in TiO; in the Ti-rich limit using the HSE hybrid functional. V4" is lower in
energy than V§ and VY even for the Fermi level positioned at the conduction-band minimum.

conduction band of Ti 3d states [26]. TiO, can be made n-type by incorporation of
shallow donor impurities (e.g., Nb, F, and H), and by annealing in reducing
environments [8]. Because its conductivity varies with O, partial pressure, it is often
argued that oxygen vacancies and/or titanium interstitials are sources of conductivity
in TiO, [8].

In Figure 9.3 we show the calculated formation energies for oxygen vacancies in
TiO, according to the HSE hybrid functional [26]. These results were corrected for the
effects of using a finite-size supercell by performing GGA calculations for V4" and
Vg using supercells of 72, 216, and 576 atoms and extrapolating to the dilute limit.
We conclude that oxygen vacancies are shallow donors, with V§ and VY higher in
energy than V4" for any value of the Fermi level within the band gap [26].

The formation energy of V4" in the extreme Ti-rich limit is relatively low even
when the Fermi level is positioned near the conduction-band-minimum. This might
lead us to conclude that oxygen vacancies are the cause of conductivity in vacuum-
annealed TiO,. However, care should be taken, since the extreme Ti-rich limit is
probably not experimentally accessible since it corresponds to very low oxygen partial
pressures. We also need to keep in mind that impurities that act as shallow donors,
such as hydrogen, also likely contribute to the observed conductivity [34].

The use of the HSE hybrid functional is essential for describing the neutral and
positive charge states of Vg in TiO,. In the LDA and GGA the single-particle state
induced by V% and V is above the conduction-band minimum, so that these charge
states cannot be stabilized [26, 35, 36], prohibiting drawing reliable conclusions about
the relative energetic stability of the various charge states. In HSE, the neutral and
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positive charge states can be explicitly calculated and their energy compared with that
of the 2+ charge state [26)].

9.3
Summary

We have discussed the results of calculations that go beyond the LDA and GGA
approximations to describe defects in oxide semiconductors. The LDA/GGA defi-
ciency in describing band gaps leads to large errors in transition levels and formation
energies, and corrections or methods that overcome the band gap problems are
necessary for quantitative predictions. We argue that an extrapolation of LDA and
LDA + U calculations for systems with semicore d states (such as ZnO and SnO,) isa
reliable method for predicting transition levels, while formation energies depend on
how well LDA + U describes the absolute position of the valence-band maximum.
The HSE hybrid functional approach is more general but also much more compu-
tationally demanding. It has been shown to be promising for describing the structural
and electronic properties of defects in semiconductors and insulators. HSE can
describe all possible charge states of the oxygen vacancy in TiO,, resulting in a
physical picture that is much closer to what is expected experimentally than that
provided by the LDA and GGA.
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Critical Evaluation of the LDA + U Approach for Band Gap
Corrections in Point Defect Calculations: The Oxygen Vacancy
in ZnO Case Study

Adisak Boonchun and Walter R. L. Lambrecht

10.1
Introduction

The local density approximation (LDA) is well known to underestimate band gaps
in semiconductors. In a recent paper, Paudel and Lambrecht [1] (PL), discussed
this problem for the oxygen vacancy Vo in ZnO. The problem appears to be rather
dramatic in this case as different authors do not even agree on whether the
relevant defect level, the 2 + /0 transition level lies in the upper or the lower half of
the band gap. Discrepancies also exist between different authors on the magni-
tude of the energy of formation of the defect and on the positions of the one-
electron levels. At the time that paper was written, previous work had addressed
the gap corrections mostly in a posteriori fashion [2-7]. The point of the PL paper
was to use an adjusted Hamiltonian and total energy functional that gave the
correct band gap for the host and then apply it to the defect transition levels.
In particular, they used the LDA + U approach with U Coulomb interactions not
only for the d states of Zn but also the s orbitals. The idea behind this unorthodox
application of LDA + U is explained below. Since that work and even before, the
problem has been investigated by several others by a variety of approaches, hybrid
functionals [8-10], the GW method [9], and screened exchange (Chapter 5, [11, 12]).
Here, we critically re-examine the results of PL and explore the LDA + U model
further with additional U; parameters, which overcome some of the shortcomings of
the previous Uy + Us; model. We compare the results from various groups for this
benchmark case and look for what consensus can be reached and what remain open
questions.

We first briefly remind the reader of the nature of the LDA + U method. Then we
discuss some side issues, such as the potential alignment and image charge
corrections. We then present the results of a new LDA + U potential and end with
an overview of the various results on the oxygen vacancy in ZnO.

Advanced Calculations for Defects in Materials: Electronic Structure Methods, First Edition.
Edited by Audrius Alkauskas, Peter Dedk, Jérg Neugebauer, Alfredo Pasquarello, and Chris G. Van de Walle.
© 2011 Wiley-VCH Verlag GmbH & Co. KGaA. Published 2011 by Wiley-VCH Verlag GmbH & Co. KGaA.
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10.2
LDA + U Basics

The LDA + U approach was originally introduced to deal with electrons in localized
orbitals for which the standard density functional approach [13, 14] in the local (spin)
density approximation (L(S)DA) is not sufficient. The main emphasis was on open-
shell systems such as transition metal compounds and rare-earth metals and
compounds. The original versions were strictly LDA + U rather than LSDA + U
with all the magnetic effects arising from the Hubbard like on-site Coulomb terms
that were added to the LDA Hamiltonian [15, 16]. A key aspect of LDA + U is that
since LDA already contains some exchange and correlation in an orbital-independent
way, a double counting correction is required when explicitly adding the Coulomb
and exchange effects for these localized orbitals. While the first version [15] used an
around mean-field approach in which the LDA is supposed to give the right answer for
equal occupation of all the d orbitals, the more often used version is the so-called
“fully localized limit,” (FLL). In this initial discussion, we refer to the orbitals for
which U effects are added as the d orbitals although we later will generalize this. In
the FLL we assume that the LDA gives the correct total energy for the atomic limit of
integer occupations of the specific d; orbitals. They are either fully occupied or empty.
What the LDA + U framework provides in that case, is how starting from such an
atomic limit the interaction with the other bands, modifies these occupation
numbers and may lead to orbital ordering. A key aspect of the LDA + U model
is that the total energy is treated as a functional of the electron density as well as
separately as a function of the occupation numbers of d orbitals, E[n(r), n;]. In its
simplest form [16] it is given by

Eipatu=Eipa — UN(N—1)/2+ UZninj. (10.1)
i
The potential for the i-th orbital V; = 8 E/&n;(r) with n;(r) = |;(r)|? then becomes
Vi = Vipa + UG - n) (10.2)
Thus the one-electron levels
& = OE/On; = e/PA 4 U(%—ni) (10.3)

are shifted from the LDA even though the LDA + U total energy in the limit of
integer n; remains in principle the same as the LDA total energy.

The version we presently use starts from LSDA and besides U, contains in general
non-spherical Coulomb terms written in terms of the Slater Fj integrals and
Clebsch—-Gordan coefficients, specific to which spherical harmonic d; orbitals are
occupied. Also since those orbitals depend on the coordinate system, the method is
formulated in a rotationally invariant form in terms of density matrices n;;. This form
of the LSDA + U method is described by Liechtenstein et al. [17]. It comes down to a
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Hartree—Focklike treatment of the localized orbitals with a parametrized treatment of
their Coulomb and exchange interactions, in particular using a screened Coulomb
interaction U. Hence, one can expect some similarities between the results of this
approach and hybrid functionals.

Our calculations are all carried out within a full-potential linearized muffin—tin
orbital (FP-LMTO) method [18, 19]. This method uses smoothed Hankel functions as
envelope functions, which are augmented inside muffin—tin spheres (in terms of ¢
and ¢ = d¢/dE functions, with ¢ solutions of the radial Schrodinger equation), as
usual in linear methods. We use a double-k basis set with optimized smoothing radii
and radial decay constants K including spdf functions in the basis set for the first x
and sp for the second one. In addition, we treat Zn-3d orbitals as valence bands and
add 4d-local orbitals for a better description of the conduction bands. For the
augmentation we use an angular momentum cut-off of I,y = 4. We use a 127 atom
supercell for which I'-point sampling of the Brillouin zone is adequate. While the
basis set corresponds to a muffin—tin potential, it should be emphasized that the full
non-spherical potential inside the spheres and non-constant potential in the inter-
stitial region is treated. Forces are calculated analytically and allow us to optimize the
structure.

For the present purpose, dealing with ZnO, the semicore 3d states are completely
filled, so the LDA + U treatment simply results in a downward shift of those orbitals
by Ug/2. At the same time, we note that if Us is applied to the s orbitals of Zn, which
primarily constitute the conduction band minimum and are thus almost empty, they
will shift up approximately by Us/2. So, in a strictly empirical manner, we can adjust
Ug so as to shift the d-levels down to where they are found by photoemission and Uy
so as to open the correct gap at T'.

It should be kept in mind that the justification for adding U is different than for
the d orbitals. The physics of the d-states, is indeed that they are strongly localized and
have strong Coulomb interactions. This in part opens the gap because of the resulting
reduced p—d hybridization with the O-2p orbitals constituting the valence band
maximum (VBM). On the other hand, the remainder of the gap is not due to localized
atomic effects. Quite to the contrary, analysis of the GW approximation (see below)
shows that the long-range or at least medium range 1/r behavior of the (dynamically
screened) exchange is crucial [20]. The same could also be concluded from hybrid
functionals (chapter 6, [21]). Nonetheless, in a GWapproach, the difference between
quasiparticle and Kohn-Sham eigenvalues is the expectation value of
(P, |ZSV — YDAy ) with SV the self-energy operator and v, the conduction band
minimum wave function. To the extent that the conduction band wave function 1, is
dominated by the Zn-s orbitals, it amounts to a shift of the latter in the Hamiltonian.
Thus in a strictly pragmatic sense, the U shift mimics this effect. Now, in practice,
one should realize that a rather large and seemingly unphysical Us is required, both
because the occupation of the Zn-s orbitals is not zero and because the conduction
band minimum is not purely Zn-s like. Finally, we note that the two shifts are not
independent of each other. A shift in Zn-s through the self-consistently leads to a
more ionic bond and this in turn affects the d-states, but ultimately, the PL model
leads to a band gap and a d-band position that agree with experiment.
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We also note that while the original idea behind LDA + Uis thatthe added Uterms
should not destroy the already good agreement of LDA for total energies but merely
adjust the one-electron levels, this does not imply that the LDA part of the energy
would not change. The LDA term in the energy is indirectly affected because
changing the Hamiltonian modifies the wave functions, charge density, etc. through
the self-consistency. In fact, we find that we cannot directly use the LDA + U total
energy functional for defect formation energies when applied to non-localized
orbitals. In particular, we cannot apply the same LDA + U total energy functional
to the free atoms or the reference systems that enter in defining the formation
energies. In fact, this would not make sense because U is supposed to contain
system specific screening and is not transferable from one system to another.
While the Uy may be more or less transferable between different solid state
environments, Uy in PL is designed to adjust the band gap specifically of ZnO and
thus of course has nothing to do with the position of the Zn-s levels in for example
metallic Zn. PL thus calculated the energy formation of the neutral charge state in
LDA and only used the full LDA + U functional for the difference between different
charge states. In the present work with even more U parameters, we decided to use
only the LDA-part of the functional, without the added Hubbard-U and double
counting terms. The only way in which LDA + U'then enters is through the modified
one-electron potential. This may seem strange and may seem to break the consistency
of our one-electron levels and the total energy functional, e.g., by invalidating Janak’s
theorem [22]. However, it should be kept in mind that the Hubbard-U and
double counting terms of the FLL LDA + U are primarily designed to deal with
the open shell orbital ordering within the set of localized orbitals. For closed shell
systems, these terms should vanish.

To complete our discussion of LDA + U we note that the actual operator entering
the calculations is a non-local projection potential |§;) Vi(¢;|, in which ¢;(r) is a local
partial wave in the muffin—tin sphere at the LMTO linearization energy ¢,. As such it
depends on the sphere radius. This is not important for well-localized wave functions
like d states, but when applied to s orbitals, as we will do here, it is sphere radius
dependent.

10.3
LDA + U Band Structures Compared to GW

The band structures of ZnO obtained with the LDA, LDA + Uy, and LDA + Ug +
Us potential were shown in PL. To further scrutinize them, we here compare the band
structure of that model with a GW calculation [23, 24] in Figure 10.1.

More precisely, because the latter usually overestimates the band gap slightly we
compare with a 20% LDA, 80% quasiparticle self-consistent GW (QSGW) band
structure, which almost exactly reproduces the band gap of 3.4 eV at room temper-
ature. Strictly, speaking we should use a zero temperature gap corrected for
spin—orbit splitting of the VBM, zero-point motion corrections, and exciton
effects [23] of 3.6 eV but for easy comparison to experiment, we here prefer a gap
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Figure 10.1 (online color at: www.pss-b.com) Band structure of ZnO in “0.8 QSGW”
approximation (red dashed line) compared to the PL LDA + Uy + Us model (blue solid line).

of 3.4eV. In the QSGW approach, the independent particle Kohn-Sham equations
from which the GW self-energy, schematically £ = iGW, with G the one-electron
Green’s function and W the screened Coulomb interaction, is calculated, contains a
non-local exchange correlation potential

VIO = 23 i ) RS () + S ()} (0 (10.4)

adjusted self-consistently in terms of the self-energy . Here, R means taking the
Hermitean part, and 1, are the eigenstates of the Hamiltonian with this potential.
In other words, it forms the best starting point for a single-shot perturbation theory
calculation of ¥ and leads to Kohn—-Sham equations that equal the quasiparticle
excitation energies.

In retrospect, one might raise three criticisms of the PL LDA + Uy + U, model.
First, the band gap shift induced by the U, occurs mainly at the I'-point only. Thus,
instead of a rigid shift, the gaps at K, M, and L are not raised as much and this leads to
an overall wrong curvature of the lowest conduction band, with an overestimated
effective mass (EM). In particular, since the Vg defect levels are deep, one might
expect that their wave function contains contributions from several host band
conduction band states at different k-points when a decomposition of the defect
state in host states is attempted. One might expect that thus the defect level is not
sufficiently raised along with the gap correction.

Second, Alkauskas et al. [25, 26] recently made the observation that localized defect
levels with respect to the average electrostatic potential are much less sensitive to
computational model than with respect to the band-edges. Thus, to place the defect
levels correctly with respect to the band-edges requires additional care in calculating
the proper band edges relative to the electrostatic potential. It thus appears important
that not only the band gap but also the individual band-edges agree between GWand
the LDA + U model. Thus, unlike the usual practice of plotting the bands relative
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Table 10.1  Structural and total energy properties of wurtzite in various LDA + U models, in-plane

lattice constant a (A), ¢/a ratio and internal parameter u, energy difference between rocksalt and
wurtzite structure in eV/pair. PL [1], BL (this work) defined in Table 10.2.

LDA PL BL expt.
a (4) 3.20 331 3.30 3.25
c/a 1.603 1.598 1.57 1.6018
u 0.3811 0.3811 0.3872 0.382
AERS*WZ 0.223 0.062 0.026 >0

to the VBM, we here plot the bands relative to the average electrostatic potential as
zero. We can see that the PL LDA + Uy + U; significantly overestimates both the
VBM and CBM.

Third, one might worry whether the LDA + Uy + U, model provides correct total
energies. This point for example was raised by Lany and Zunger [27] who found that
LDA + U potentials including U may lead to too ionic bonding which leads to the h-
MgO structure becoming more stable. In that structure, ¢/a is notably reduced and
u ~ 0.5 and the system becomes effectively five-fold instead of four-fold coordinat-
ed [28]. The latter is closely related to the rocksalt structure. Thus, we here also
examine the rocksalt to wurtzite energy difference. From the results in Table 10.1 we
can see that indeed the PL model leads to an increase in lattice constant and a
reduction of c/a compared to the LDA results. However, the deviation from the
experimental wurtzite structure is only minor. Wurtzite stays lower in energy than
rocksalt although their energy difference is reduced significantly.

10.4
Improved LDA + U Model

In order to remedy the first two of these problems, we constructed a new LDA + U
potential, including additional parameters U on Zn-p, O-s, and O-p. Our goal is to
obtain as close agreement as possible with the above GW band structure and then to
explore how these potentials behave for the defect states. The role of the Uy, Uos
which are mostly occupied is to shift the corresponding upper and lower VBM down.
The Ugzyp further allows us to adjust the lowest conduction band at K, M and L. The
old and new LDA + Umodel parameters are summarized in Table 10.2. We note that
compared to the previous model Uy, is significantly reduced. We also show the
actual shift potentials V; [according to Eq. (10.2)] that result from them for bulk ZnO
with the self-consistently determined density matrices as well as the average
occupation numbers (averaged over the different p and d orbitals). These correspond
to more reasonable shift potentials than the U; values, perhaps with the exception of
Zn-s in the PL model. For example, we see that because O-p orbitals have an
occupation close to 0.5 one needs a large U to achieve a reasonable shift. One still
needs to keep in mind that all actual bands have mixed atomic orbital character by
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Table10.2 Parameters U; of the LDA + U models, resulting self-consistent occupation numbers n;
and shift potential V; in eV. PL [1], BL (present work).

i U; n; Vi

PL BL PL BL PL BL
Znd 34 4.9 0.947 0.960 —1.56 —2.18
Zns 435 13.60 0.039 0.097 19.75 5.48
Znp 0 27.21 0.023 12.98
Os 0 21.77 0.795 —6.47
Op 0 39.45 0.642 —5.65

forming bonding and antibonding states and that the above occupation numbers are
sphere size dependent. Note also that the shifts may vary near the defects when their
occupation numbers change. This is in fact what distinguishes LDA + U from non-
local external potentials.

The band structure of our new LDA + U model compared to GW is shown in
Figure 10.2. The new model can be seen to adjust the conduction bands not only at "
but also its EM at I" and dispersion all the way to K and M. The position of the VBM
relative to the average electrostatic potential is also improved. The model still
somewhat underestimates the band width of the O-2p like valence bands and
overestimates the valence band EM. Higher conduction bands at I are still slightly
off and the low lying O-2s like valence band has too low binding energy.

Unfortunately, the newer model gives slightly worse wurtzite structural properties.
Still the lattice constant is only 1.5% overestimated, ¢/a only 2% underestimated and
u stays far from 0.5. The total energy difference between rocksalt and wurtzite
obtained in both LDA + Umodels is significantly lower than in LDA. Our LDA result
is close to the results by Schleife et al. [29] 0of 0.29 eV. At least, we can be reassured that
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Figure 10.2  (online color at: www.pss-b.com) Band structure of ZnO in “0.8 QSGW”
approximation (red dashed line) compared to the present LDA + U model (blue solid line).
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the wurtzite structure remains the lower energy structure and we are nowhere near h-
MgO-like ¢/a and u.

We note that this adjustment of the LDA + U potentials is by no means unique.
One might also contemplate adding empty sphere shift potentials to adjust the
potential in the interstitial region. This might actually more readily mimic a shift of
the delocalized conduction band states than Zn-p but has not yet been attempted
here.

10.5
Finite Size Corrections

Before proceeding to the results of the LDA + U models for the defect, we need to
address two side issues which influence the results. The first of those is the finite size
correction. PL examined the size convergence in different size supercells but
concluded that no clear 1/L behavior was seen. Furthermore, the expected behavior
of the image charge correction [30, 31] ¢?/Le to be proportional to ¢*> was not
observed. They therefore did not include the image charge corrections, but instead
used scaling versus 1/V which led to a rather small extrapolation from the largest
supercells used (192 atoms). In retrospect, this failure to obtain the 1/L behavior is
probably in part due to the use of relaxed structures, mixing up the 1/V elastic effects
as well as possibly problems in sufficiently accurately determining the alignment
potential and mostly the limited range of supercell sizes investigated which makes it
difficult distinguishing between 1/L and 1/L? behavior. Such effects can dominate
the result especially for relatively small cells. Only for cells larger than say 200 atoms,
the purely electrostatic terms g% / L become dominant. This can for instance be seen in
Figure 7 of Lany and Zunger [27].

We now believe that even for relatively delocalized defect electron densities, the
image point charge correction is important because the latter contains always point
like contributions from the ionic charge change introduced by the defect. When we
add the image point charge correction, or rather 2/3 of it as recommended by Lany
and Zunger [27] to mimic the additional quadrupole term, to the results of PL for the
largest cell, we find that the (2 + /0) transition level shifts becomes 0.64 eV above the
VBM the g( + /0)level 0.72 eV, and the €(2 + / + ) level 0.57 eV. The defect formation
energies as function of Fermi level are shown in Figure 10.3.

The quadrupole background interaction term oc Qq/¢L? identified by Makov and
Payne [31] should strictly speaking not include the screening charge density. Itis the
latter that leads to an effective Q oc I? behavior which turns the 1/I3 into 1/L
behavior and allows one to combine it with the point charge term [27]. But since the
screening charge is due at least in part to the background density itself, it is not clear
one should include this correction. Without the factor 2/3, the levels would shift
down even further to 0.53, 0.66, and 0.40 eV, respectively.

The defect then becomes a positive U.g defect rather than negative Utype. We note
that PL already found much less negative U, behavior in other words a smaller | Ueg|
than the LDA calculations or LDA + Uy only. Here, Uggr should not be confused with
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Figure 10.3  (online color at: www.pss-b.com) Formation energies of the oxygen vacancy in ZnO
with the PLLDA + Uy + Us model for 192 atoms including image charge correction as function of
Fermi level.

the LDA + U parameters but is defined as Uy = &(+ /0) — €(2+ / + ) This result
in fact is consistent with Lany and Zunger’s slightly different LDA + U + U
model [27]. To be sure, these authors did not propose this to be their favorite approach
for dealing with the gap correction. They used it for illustrative purposes and
compared a Ugonly, Us+ Uy, and Ug-only model. In their Uy + Us; model they
obtain 2 + /0 at 0.61 and + /0 at 0.79eV and 2+ / + at 0.43 €V, very close to ours
when including the factor 2/3 in the image point charge correction.

10.6
The Alignment Issue

Another important issue is how to align the VBM of the perfect crystal with that of
the defect cell. The defect formation Gibbs free energy (at zero temperature) is
defined as

AG¢(D,q) = E(D, q)_E(X)_Z“iAni+qu7 (10.5)

where E(D, q) is the total energy of the supercell with the defect in the charge state g,
compensated by a neutralizing homogeneous background charge density, E(X) is the
total energy of the perfect crystal calculated in the same size supercell to avoid k-point
convergence issues, |, is the chemical potential of the elements whose occupation
changes by the defect, and u, is the chemical potential of the electrons. The latter
represents the energy of the electrons in the perfect crystal reservoir u, = &ym + €r
with the Fermi level e measured relative to the VBM and &, determined relative to
the average electrostatic potential. To determine &, we use a local reference
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potential Vj,c mark on an atom far away from the defect where the potential
presumably becomes bulk like, and add ek — VPulk where the latter is calculated
in the perfect crystal primitive cell.

To do this accurately, one needs to average over a few atoms far away from the
defect and make sure that the cell is large enough that the local potential marker
indeed becomes constant over the region far away from the defect. In PL this
alignment potential was determined for the neutral charge state only and then used
for the other charge states. This avoids possible long-range contributions of the defect
potential for the charged states.

In Figure 10.4 we plot the potential at the muffin—tin radii as function of distance
from the oxygen vacancy for all three charge states. We see that sufficiently far from
the defect, this potential becomes indeed constant apart from some small oscillations
and is nearly the same for the three charge states.

10.7
Results for New LDA + U

Here, we used supercells of 128 atoms in the wurzite structure. We summarize
the results of our new LDA + U potentials compared with those of PL for the
same size cell in Table 10.3. The image point charge correction added was taken
as (9/10)¢*/eR with R the radius of a sphere with the same volume as the
supercell. This image charge correction amounts to 0.18eV for g =1 using a
dielectric constant € = 10 and a four times larger value for g = 2. This does not
include the correction factor of 2/3 for the quadrupole term for the reasons
explained earlier. Note that for the 1+ charge state, the one-electron levels are
spin-polarized. The lower one is occupied, the higher one of minority spin is
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Figure 10.4 (online color at: www.pss-b.com) Potential at the muffin—tin radius as function of
distance from the defect for different charge states.
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Figure10.5 (online color at: www.pss-b.com) Energies of formation of V, in different charge states
as function of Fermi level in the oxygen rich limit calculated in present LDA + U model.

empty. The results for the energies of formation as function of Fermi level
position are shown in Figure 10.5 In Table 10.3 the second row uses the same
LDA + Uy + U model but instead of using the full LDA + U functional as PL
did, we use our present approach of only using the LDA part of the total energy,
using effectively only the V; shifts. Image point charge corrections are the same as
before. Note that this leads to about the same 2 + /0 level but changes the U
value to become negative.

10.8
Comparison with Other Results

In Table 10.3 we have added selected information from the literature, focusing on
the latest results. Unfortunately, not all authors give values for all quantities shown
here. Some are estimated from figures to the best of our ability or energies of
formation were converted from Zn-rich to O-rich using an energy of formation of
ZnO of —3.1eV.

We can see that in the present LDA + U model, the one-electron level in the
neutral charge state lies somewhat higher above the VBM than in PL. The one
electron levels in the 14+ and 2 + charge states also lie significantly higher in the gap
but still below the CBM even for the 2 + charge state. Clearly, this is as expected by the
factthatin our new LDA + Umodel the VBM drops down relative to the electrostatic
potential and the gap is opened not only at I" but throughout the lowest conduction
band at other k-points.

Lany and Zunger [9] recently pointed out that one-electron levels require a
finite-size correction for the effects of image point charges and the background
charge density. We estimate this effect as follows. If we approximate the cells by
spheres, neighboring cells do not give any contribution and the correction
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amounts to the potential due the constant background charge density. This is
readily calculated to be

$(r)—¢(R) :2% (%—%)4 (10.6)

The question is now how localized the defect wavefunction is. If itis a d-function at
the origin, the upward shiftis q/(2¢&R). If itis spread uniformly over the whole cell, we
need to average the above potential over the sphere, which gives (1/5)q/(eR). For a
128 atom cell ZnO cell, these amount to 0.1 and 0.04 eV providing upper and lower
bounds. Averaging, the correction is estimated to be a downward shift of order
0.07 eV for g = 1 and proportional to g. Our results in Table 10.3 do not include this
negligible correction.

The defect formation energies here correspond to the oxygen rich limit. Our value
of about 3.24 eV for the neutral charge state is somewhat lower than Paudel’s result
and Lany and Zunger [3], Oba et al. [8], and Clark et al. [12] but significantly smaller
than that of Janotti and Van de Walle [2]. In the Zn-rich limit, the energies are lowered
by 3.1 eV and the AG¢(0) becomes less than 1 eV, supporting the idea that this could
be an abundant defect. It will, however, not be a large source of free electrons because
it is a deep donor.

The transition levels move to significantly higher values, in fact even higher
than Janotti and Van de Walle’s and we find back a relatively strongly negative
Uer = —1.0eV. Thisis mainly a result of the different relaxations in the 2 4+ (outward
by 15.6%), 1+ (inward by 0.3%) and neutral (inward by 4.4%) charge states.

We note that the results by Janotti and Van de Walle [2] using an extrapolated
Uy correction as well as the Lany and Zunger results from 2005 [3] without
extrapolation are both based on LDA results with a posteriori corrections only. The
VBM was simply shifted down by the LDA + Uy shift in pure ZnO. In that case,
the position of the 1+ one-electron level is above the CBM and this leads to
erroneous occupation of the CBM instead of the defect level. In that sense the
position of the 1+ level is not well defined and that makes the Ut untrust-
worthy. While most of the discrepancy between Janotti and Van de Walle [2] and
Lany and Zunger [3] arises from their choice of extrapolating or not extrapolating
the shifts induced by LDA + Uy, part also arises from the fact that Janotti and Van
de Walle did not apply the image charge correction. GGA and LDA also slightly
differ in lattice constants and this also contributes to the confusion [6, 7]. Actual
GGA + Uy or LDA + Uy calculations applied to the defect place the transition
levels closer to the VBM than simply adding a LDA + Uy induced downward shift
of the VBM a posteriori to the LDA results. For example, Lany and Zunger [9] show
that GGA + U gives €(2+ /0) = 0.98 eV, while their 2005 result [3] just shifting
the VBM down a posteriori gave 1.60 eV. Erhart et al. [6, 7] used a different way of
extrapolating to infinite cells and used GGA + U instead of LDA + U and
reported the results either with or without the Janotti-Van de Walle type of
extrapolation [6, 7] leading to somewhat intermediate results. The work by Zhang
et al. [4] used smaller cells and other ways to estimate the gap correction effects.
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Recently, several hybrid functional calculations have been carried out. The oldest
one is the B3LYP calculation of Patterson [10]. It finds transition levels even closer to
the VBM but also finds defect levels in the gap for all charge states, including the 2 +
charge state. Oba et al. [8] used the HSE [32] hybrid functional but with the fraction of
Hartree—Fock adjusted so as to get the correct band gap. That gives a €(2 + /0) at
2.2 eV similar to Janotti and Van de Walle [2]. Unfortunately, Oba et al. [8] do not
mention the + /0 or U values nor do they show the band structure in the 1+
charge state. Their band structure in the neutral charge state finds a defectlevel in the
usual place, about 1 eV above the VBM, while the 2 + charge state shows no level in
the gap.

A similar high energy location of the €(2+ /0) is obtained using screened
exchange by Clark et al. [12] at 2.2 eV. Again, they do not mention the position of
the single plus charge state levels. Lany and Zunger [9, 12] recently also applied the
HSE functional but with the standard Hartree—Fock mixing fraction of 1/4 and that
calculation places the defect level at 1.67 eV. They also used HSE and GGA + U as
starting point for a GW calculation. They use an approach originally introduced by
Rinke et al. [33] in which the vertical transition energies between charge states in a
Franck—Condon coordination diagram are calculated as quasiparticle excitations. In
other words, the transition from the neutral to the 1 + charge state is considered to be
a transition of an electron from the defect level to the CBM at frozen geometry of the
neutral charge state and this energy difference is first calculated as a difference
between quasiparticle levels in GW. Afterward, the relaxation energy in each charge
state is added as calculated either in HSE or in GGA + U. The comparison is a bit
complicated because these authors use a smaller zincblende cell and hence find it
necessary to correct the one-electron levels for finite size corrections as already
mentioned above. They find ag(2 + /0) at 1.36 eV in the GGA + U + GWapproach
and at 1.66 eV in the HSE + GW approach, still significantly lower than the other
results. Their | Ueg| is also significantly smaller than the LDA values or our present
value.

10.9
Discussion of Experimental Results

Finally, we should discuss the connection of all these results to experiment. Two
experiments are particularly relevant to the present discussion. The first is the
electron paramagnetic resonance (EPR) experiment by Evans et al. [34]. They observe
the appearance of the V" charge state from the neutral start state under excitation of
light with hv > 2.1 eV. Interpreting this as an optical transition from the neutral V3
one-electron level to the conduction band, and neglecting excitonic effects, this places
the neutral defect’s one-electron level at 1.3 eV above the VBM. In fact, this could be
viewed as an upper limit taking in to account the exciton binding energy. This appears
consistent with most calculations placing this level in the lower half of the band gap
given the uncertainties on the experimental determination. Our present value for this
one-electron level at 1.5 eV seems a bit high.
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The second experiment is by Vlasenko and Watkins [35]. Using optically detected
EPR (ODEPR) they provide evidence for a process of the type

VS +EM® = VS +EM T, (10.7)

in which an electron is transferred from an EM type donor to the oxygen vacancy in
the single positive charge state, thereby quenching its EPR signal. Since the EM and
ODEPR signal (L3) associated with the Vi are positive in a photoluminescence band
with estimated zero phonon line at 2.48 €V, this could indicate that the empty
(minority spin) one-electron eigenvalue of the V5 charge state lies 2.48 eV below
the EM level or roughly the same amount below the CBM or at about 1 eV above the
VBM if this photoluminescence is directly a result of the electron capture. There is
still considerable uncertainty on this experimental value. The peak of this photo-
luminescence occurs at 600 nm or closer to 2.0 eV. On the other hand, an alternative
explanation of this process is that the positive photoluminescence results from
subsequent recombining of the (radiatonlessly) captured electron with a hole from
the VBM. If we assume that this happens before the defect has time to relax to the
neutral ground state and still reflects the geometry of the single positive charge state,
then it means that the empty one-electron level lies at about 2.0-2.5 eV above the
VBM. This resultis qualitatively consistent with Lany and Zunger’s G Wcalculation [9]
who find that the occupied level of the V charge state shifts along with the VBM
while the empty state shifts along with the CBM when the GW self-energy shifts are
applied. The values for these levels in Table 10.3 are estimated from their figure. We
find similarly thatthe 1 + charge state minority spin level lies in the upper part of the
gap at 1.86eV, supporting the second interpretation of the Vlasenko Watkins
experiment. Our value is a bit on the low side. This was the interpretation proposed
by Janotti and Van de Walle [2] although they based it on the position of the + /0
transition state in the gap.

We conclude that neither of the two experiments provides direct evidence for the
location of the thermodynamic transition levels. Instead they provide information on
the one-electron eigenvalues in the neutral and 1+ charge state, respectively.

10.10
Conclusions

In summary, the LDA + U approach as applied to band gap correction for defects
was reviewed. Shortcomings in an earlier application of the approach by PL [1]
were identified and corrected. The LDA + Uapproach was applied to Zn-s, p, d and
O-s, p orbitals with U; values adjusted so as to reproduce as closely as possible the
band structure of ZnO in the QSGW approach. Not only band gaps but also
dispersions and the position of the levels relative to the electrostatic reference
potential were adjusted. This new LDA + Umodel leads to transition levels close to
(but slightly higher than) the recent hybrid functional and screened exchange
calculations. In addition, the position of the empty minority spin level in the
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1+ charge state is argued to support an explanation of the ODEPR data by Vlasenko
and Watkins in terms of a two step capture + recombination with valence band
hole model. The position of the one-electron level in the neutral charge state is
consistent with EPR optical activation of the V§ signal. The energy of formation of
the oxygen vacancy is found to be relatively low, supporting the notion that this
could be an abundant defect in Zn-rich material.
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Predicting Polaronic Defect States by Means of Generalized
Koopmans Density Functional Calculations

Stephan Lany

1.1
Introduction

In semiconductors and insulators, non-isovalent atomic substitution critically con-
trols the electrical behavior by introduces carriers (electrons or holes), and the
utilization of such “doping” [1] lies at the heart of modern semiconductor technology.
The dopants are generally classified into two categories, “shallow” and “deep” [2]:
Shallow donor or acceptor states, respectively, can be thermally excited into the
conduction band minimum (CBM) or the valence band maximum (VBM) thereby
releasing the carriers that give rise to n- or p-type conductivity. Deep states, in
contrast, are often undesired, since they can cause carrier trapping and recombina-
tion. In order to theoretically model a doped semiconductor it is, therefore, indis-
pensable to be able to predict whether an impurity or defect acts as a shallow or as
a deep center and to predict accurately the energy levels relative to the respective
band edges (CBM or VBM). (In the following, we will use the term “semiconductor”
in the wider sense as comprising also wide-gap materials and insulators). In this
paper, we review recent work on a particular class of deep defects, i.e., the impurity- or
defect-bound small polarons [3], which are atomically localized and strongly bound
defect states that create large lattice distortions.

The modeling of isolated point defects in semiconductors requires to treat in the
order of 100 atoms, e.g., in a supercell method, which necessitates rather efficient
electronic structure methods. Thus, most total-energy calculations for defects
in semiconductors have so far been performed using density functional theory
(DFT) [4, 5] in its standard local density approximation (LDA) [6-8] for exchange and
correlation, or gradient corrected versions thereof (GGA) [9-11]. However, in many
cases, these density functional approximations (DFA) fail even qualitatively in the
prediction of defect states with localized wavefunctions. For example, experiment has
shown that acceptor-bound holes in many oxides are deep centers having wavefunc-
tions that are centered at single oxygen atoms, e.g., SiO,:Al [12], ZnO:Li [13], or the
singly charged Zn vacancy (V) in ZnO [14, 15] and ZnSe [16]. In contrast, DFA
predicts in all these cases that the hole-wavefunction is distributed over the equivalent
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O atoms neighboring the defect[17-21]. All these cases are characterized by an open-
shell electronic configuration of the bound state, e.g., the a? £ configuration of Li,, in
ZnO (using the notation of the approximate Ty point group symmetry of Liz,). The
wrong wave-function localization can be understood as resulting from the residual
self-interaction error of DFA, leading to an insufficient energy splitting between
occupied and unoccupied states [18, 19]. The wave-function localization and resulting
structural properties can be corrected by a range of theoretical methods, such as
Hartree-Fock (HF) [17, 22], hybrid functionals [21, 23-25], screened exchange [26],
DFA + U applied to O-p orbitals [27-30], self-interaction correction [31, 32], or our
recently introduced hole-state potential [19, 20] which, although related to DFA + U,
is constructed such to avoid the rather uncontrolled modification of the defect-free
host-bandstructure when DFA + U is applied to the anion p-states [19].

For illustration, we compare in Figure 11.1 the calculated spin—density of the LiJ,
center in ZnO in DFA and after applying the correction of Ref. [19]. (Note that the
spin—density isosurface shown in Figure 11.1 closely resembles the wave-function-
square of the unoccupied acceptor state. We prefer to show the spin—density, because
this quantity is probed in magnetic resonance experiments [13].) We see that in DFA
the acceptor state is not only delocalized over the neighboring oxygen atoms, but
spreads over the entire supercell. This behavior is clearly that of a shallow state,
similar to what one would expect from effective-mass theory [33, 34]. Accordingly, the
acceptor ionization energy is relatively small in DFA, around 0.1-0.2eV [35, 36].
However, both the delocalization over many atomic sites (Figure 11.1a) and the
shallow acceptor level are inconsistent with experiment, which shows localization on
a single O atom [13] and an much deeper acceptor state around 0.8eV [37, 38].
Applying the hole-state potential of Ref. [19], the acceptor state becomes localized on a
single O atom leading to a local magnetic moment at this O site, and strong structural
relaxations occur which break the (approximate) tetrahedral (Tg) local symmetry
around the Li impurity (see Figure 11.1). Alternatively, the mixing of Fock exchange
into the DFA Hamiltonian, as done in hybrid-functionals [39-41] has very

Figure 11.1  (online colour at: www.pss-b (du-0=2.02A). (b) After correction by the
.com) Spin—density isosurface (green) of the onsite potential Vj,s the acceptor state is
Liz, acceptor in ZnO. In standard DFA (a), the localized on a single O atom, and the
acceptor wavefunction is effective-mass structure is symmetry broken (d, =1.91A

like and the structure is symmetric dy=2.71 A) (Ref. [19]).
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similar effects on the defect geometry and the localization of the acceptor state [21, 24]
of Liz,,.

By phasing in the on-site correction for O-p orbitals, we found in Ref. [19] that the
geometry, the wavefunction localization, and the local magnetic moment exhibit
an almost “digital” behavior, i.e., the change from the situation of Figure 11.1a to that
of Figure 11.1b occurs abruptly above a critical value of the on-site potential and then
changes very little when further increasing the potential strength parameter. Sim-
ilarly, hybrid-functional calculations of the Alg; center in SiO, using the B3LYP
functional [39] with 20% Fock exchange did not restore the localization of the hole on
a single oxygen site [17, 18], but the localization kicks in when the fraction of Fock
exchange is increased [23]. Therefore, a guiding principle is desired that helps to
determine appropriate parameters for such methods. Whereas the correct descrip-
tion of the structural and magnetic properties mostly require that the parameterized
DFA correction (U, Vi, Fock-exchange, etc.) is sufficient to stabilize the localized
solution above the critical threshold, an accurate determination of these parameters
is even more important when one is interested in energy differences between the
localized and delocalized states to determine, for instance, acceptor binding energies
in oxides, because these change continuously with the strength of the parameterized
correction, e.g., the on-site potential Vi, [19]. Indeed, different parameterizations
of hybrid-functionals have also led to rather different ionization energies for Li in
ZnO [21, 24]. We now formulate a generalized Koopmans condition [19] that can
serve as such a guiding principle to determine appropriate parameters for DFA
corrections.

11.2
The Generalized Koopmans Condition

The Hohenberg-Kohn theorem [4] of DFT can be extended to fractional electron
numbers N, describing a separated open system with fluctuating electrons [42, 43].
The exact total energy is then a piecewise linear function E(N) with a discontinuous
slope atinteger N. In DFA, however, E(N) is generally a convex function [43, 44], due
to the approximate nature of the local density formalism. In order to relate the
curvature of E(N) to the behavior of Kohn—Sham (KS) single particle energy e; when
changing the occupation 0 < n; < 1 of the state i, we employ Janak’s theorem [45, 46],

dE(n;)/dn; = e, (11.1)

and find that the convexity of E(N) is caused by a shift of ¢; to higher energies during
the occupation of state i in DFA, i.e.,

d*E (m;)/dn? > 0, or
dei(ni)/dni > 0,

(11.2)

(Note that we assume that the density functional does not have an explicit discon-
tinuity [47, 48], which is the case for all methods considered here).
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N-1 N N+1 N-1 N N+1
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o (a) DFA ® (b) Koopmans corrected
Figure 11.2  (online colour at: www.pss-b. enforcing the generalized Koopmans
com) Schematic illustration of the single condition (b). In (b), the state whose
particle energy shifts upon electron occupancy is changed (red arrows) maintains
addition or removal in DFA (a) and after a constant energy.

For illustration, Figure 11.2 shows the single particle energy scheme for electron
removal from or electron addition into a partially occupied state. This situation
occurs, e.g., in case of the p® configuration of the isolated F atom [43, 49], where the
three F-p (say, px, py, and p.) orbitals of the spin-down channel are occupied by only
two electrons. As illustrated in Figure 11.2a, the energy gap between the occupied and
the unoccupied orbitals is usually rather small (or even vanishes) in DFA. For
example, we obtained a gap of only 0.7eV for the F-atom in its non-spherical,
symmetry-broken DFA ground state [49]. When an electron is added, the energy of all
three states increases, and the gap closes due to energetic degeneracy when all states
are occupied (Figure 11.2a). Conversely, when an electron is removed, the energy of
all states is lowered. Whereas the change of the single particle energy of one state due
to the electron addition into another state reflects simply the increased Coulomb
repulsion, the energy change of the highest state i following the change of its own
occupation reflects a spurious self-interaction effect of DFA, which gives rise to
erroneous convexity of E(N), c¢f- Eq. (11.2). Indeed, the correct situation that leads to

the linearity of E(N),
d?E(m;)/dn? = 0,
(m)/dn? = 0, or (113)
dei(n;)/dn; = 0,

requires that the energy of the state i (i.e., the one whose occupation changes) remains
constant during electron addition or removal, as shown in Figure 11.2b. If the DFA is
corrected such to fulfill this requirement, we obtain for the electron addition energy
(negative of the electron affinity A)

E(N + 1) — E(N) = ¢(N), (11.4)
by integration of Janak’s theorem, or, equivalently,
E(N—1)—E(N) = —¢(N), (11.5)

for the electron removal energy (ionization potential I). In this case, the KS
eigenvalue ¢; of the state i acquires the meaning of a quasi-particle energy. Since,
the index i refers to the state whose occupancy changes, ¢;(N) is either the lowest
unoccupied state of the Nelectron system in case of electron addition [Eq. (11.4)], or it
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is the highest occupied state system of the N electron system in case of electron
removal [Eq. (11.5)] (see Figure 11.2). Thus, if the conditions (4) and (5) are met, the
single-particle gap equals the quasi-particle gap I — A, which, e.g., in case of the above
mentioned example of the F-atom is 14 eV, much larger than the 0.7 eV single-particle
energy gap in DFA [49] (c¢f. Figures 11.2a and b).

Equation (11.4) [and the equivalent Eq. (11.5)] resembles the Koopmans theorem
which states an approximate equality in HF theory [50]. We emphasize, however, that
here it has instead the meaning of a condition that has to be made fulfilled for
parameterized corrections of DFA, such as the on-site potentials defined in Ref. [19],
or the appropriate fraction of Fock-exchange in hybrid-functionals (see below). To
clarify the relation between Eq. (11.4) and the Koopmans theorem, we consider that
the electron addition energy — for a fixed structural geometry — can be expressed
as [45, 51]

E(N+1)—E(N) = &(N) + T + 3. (11.6)

Here, IT; is the SI energy after electron addition to the orbital i under the constraint of
the wave-functions being fixed at the initial-state, and Z; is the energy contribution
arising due to wave-function relaxation. The original Koopmans theorem [50] was
formulated for HF theory, where IT; = 0 holds rigorously, as an approximation which
is good only when relaxation effects are small. In solids, however, the (negative)
relaxation energy X; < 0 is usually not negligible, in particular because dielectric
screening leads to a significant charge rearrangement (requiring wave-function
relaxation) following the electron addition into the state ¢;. Indeed, by comparing
Egs. (11.4) and (11.6) we see that due to Z; < 0, the HF eigenenergy e;(N) of the initially
unoccupied state is higher than the electron addition energy, just opposite to the
situation in DFA. Accordingly, HF calculations exhibit the well-known [43, 44]
concave behavior d*E(n;)/(n;)dn? <0, opposite to the convex behavior of DFA.
The correct linearity of E(N) [Eq. (11.3)] is obtained in between the DFA and HF
limits, when the SI energy II; and the relaxation energy X; cancel each other, i.e.,
I, +%;=0.

11.3
Adjusting the Koopmans Condition using Parameterized On-Site Functionals

By avoiding the necessity to evaluate linearity of the function E(N) explicitly, the
generalized Koopmans condition, Egs. (11.4) and (11.5) serve as a convenient tool to
restore the correct behavior of the functional upon variation of the occupation. In
order to compensate for the convex shape of E(N) in DFA, one needs a suitable,
parameterized perturbation of the DFA Hamiltonian that allows to make Eqs. (11.4)
or (11.5) satisfied by adjustment of the parameter. Based on the observation that
DFA and HF theory show opposite curvatures of E(N), one obvious possibility is mix
DFA and the Fock exchange in hybrid-functionals, so to balance the two opposite
behaviors. A computationally less expensive method is DFA + U [52], which has
indeed been successful in restoring the correct localization of the Alg; defect in
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SiO, [27]. However, the application of DFA + U to anion-p states, as needed for
the treatment of, e.g., O-localized holes (cf. Figure 11.1b), is somewhat problematic:
the DFA + U potential, e.g., in its simplified form of Ref. [53],

Vi = () (o ). (117)

depends on the atomic orbital projected occupancy n,,,; for the m-sublevels of spin o.
On the other hand, the anion-p states are generally much less localized than d-states
onwhich DFA + Uis typically applied, and the respective occupancy, e.g., of an O-site
in defect free environment of a pure oxide host is therefore considerably smaller than
the nominal full occupancy n,,,; =1 expected for O(—II) anions, and it depends on
the integration radius used for DFA + U. For example, we found [19] for the O-p
occupancy in pure, defect-free ZnO, n,,,,=0.4-0.7 depending on the size of the
integration radius associated with different pseudopotentials. Considering the form
of the DFA + U potential, Eq. (11.7), we see that DFA + U for O-p has a rather
uncontrolled effect on the O-p host states, creating either an attractive (if n,,,, > 0.5)
or a repulsive (if n,,,<0.5) potential causing a significant and uncontrolled
distortion of the band structure of the pure oxide, even in the absence of any defect
or impurity. For example, application of DFT + U to the defect-free oxide would
decrease or increase the band gap (by shifting the O-p states down or up) depending
on the choice of the pseudopotential.

In order to avoid the uncontrolled side effects of DFA + U, we defined in
Ref. [49, 54] a “hole-state potential” of the form

Vhs = }\hs(l_nmo/nhost% (11~8)

which can be created by superposition of the occupation dependent DFA + U
potential, Eq. (11.7), and the occupation-independent non-local external potential of
Ref. [55]. Here, the reference occupation ny,. is taken as the occupancy in the defect-
free oxide host, so that the Vj,; vanishes for all normally occupied O-p orbitals in the
pure host. The parameter Ay, controls the strength of the hole-state potential and will
be adjusted so to match the Koopmans condition. If now a hole polaron is trapped atan
O-site, this will cause a much lower occupancy n,,,, for the sublevel hosting the hole (e.
g., the O-p, orbital shown in Figure 11.1b), creating a repulsive potential for this level,
and therefore stabilizing the localized hole. The effect of Vi is illustrated schemat-
ically in Figure 11.3, showing for the Li acceptor in ZnO the O-p orbital energies
(minority-spin, 6 = |) for the O neighbor that has the hole trapped. Since these O-p
orbitals occur as resonant states centered at energies below the VBM, the small
splitting between the occupied and unoccupied sub-levels in DFA (cf. Figure 11.2) is
not enough to lift the unoccupied level into the gap. Consequently, the hole relaxes to
the VBM, and occupies the shallow effective-mass like level, as shown in Figure 11.1a.
The increased splitting between the occupied and unoccupied sublevels due to the
hole-state potential V3, moves the localized hole state into the gap, thereby creating an
acceptor state that is localized on a single O-atom (Figure 11.1b).

From the level diagram shown in Figure 11.3, one can expect that a minimum
strength of Vj,¢ [controlled via the strength parameter Ay, see Eq. (11.8)] is needed to
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Figure 11.3  (online colour at: www.pss-b. relaxes into the shallow effective-mass state
com) Schematicillustration of the occupied and  just above the VBM. Applying the hole-state
unoccupied single particle energies for the potential Vj,s (right) increases the splitting
oxygen hole due to Liz, inZnO. In DFA (left), the  which stabilizes the localization of the hole
localized hole at the O-site is unstable and in one O-p sub-orbital (cf. Figure 11.1).

lift the unoccupied O-p state into the gap and to stabilize the polaronic hole state.
Indeed, when we phase-in Vj,s, we observe that beyond a critical value Ay, > A, of the
hole state potential, the symmetry breaking occurs and a strong local magnetic
moment develops at the O-site at which the hole is localized, as shown in
Figure 11.4a. In this calculation, in which we used the exchange-correlation func-
tional of Ref. [11] for the underlying DFA, the condition Eq. (11.4) is fulfilled
for Xﬁ? =4.3eV [19] (see Figure 11.4b), at which point the correct linear behavior
[¢f. Eq. (11.3)] is recovered. Since, A" lies well above the critical value A", required to
stabilize the polaronic state (see Figure 11.4b), the polaron state is predicted to be the
physically correct state. Note that when Egs. (11.4) or (11.5) are employed to
determine the appropriate value for the parameterized functional (e.g., Ay for the
on-site potential V}5), one has to correct for supercell finite-size effects that affect both
total energies E(N) (see Refs. [49, 54]) and single-particle energies ¢(N) [56] in case the
electron number N corresponds to a charged defect state.

11.4
Koopmans Behavior in Hybrid-functionals: The Nitrogen Acceptor in ZnO

While HF theory was successful in describing qualitatively correctly the localization
of holes on single oxygen sites, e.g., for the Alg; defectin SiO, (smoky quartz) [17, 18],
or Liyg in MgO [22], it does not provide a quantitative description: e.g., it predicts
much too large band gaps and exceedingly large hole binding energies, e.g., the hole
state bound at an O-neighbor of Liy, in MgO was found roughly 10 eV above the
valence band in Ref. [22]. Accordingly HF predicts often polaronic carrier trapping
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Figure 11.4 (online colour at: www.pss-b between Li and the O atoms in the basal

.com) (from Ref. [19]). (a) Structural and
magnetic properties of the Liz, impurity in ZnO,
as a function of the hole-state potential
strength Aps. The polaronic state is stable
above a critical value Ang > ;. The distance dj
between Li and the O atom with the trapped
hole becomes larger than the distance d .

plane. (cf- Figure 11.1b), and a strong local
magnetic moment m occurs. (b) The
electron addition energy E,gqg=E(N + 1) — E
(N) and the energy eigenvalue e;(N) of the
initially unoccupied acceptor state of Li. Aj"
marks the value of Ay, for which Eq. (11.4)

is satisfied.

even in cases where it should not [57]. However, a reasonable compromise may be
achieved by mixing only a fraction of the non-local Fock exchange into the DFA
Hamiltonian. The non-local exchange potential in such hybrid-functionals has the
general form

an l‘ l‘ _ Zwl L
lr— "|

where the parameter o and the attenuation function fvary among different formula-
tions of hybrid-functionals, e.g., B3LYP [39] (a = 0.2, f=1), PBEh [40] (a0 = 0.25, f=1)
HSE [41] [a =0.25, f=erfc(u|r—7|)], or screened exchange [58-60] [a =1, f=exp
—krg|r—7])]. For suitable parameters, such hybrid-functional calculations give
reasonable band gaps, and therefore are increasingly applied for the prediction of
defects in semiconductors [61-64]. (Note that the mentioned functionals further
differ in the amount of semi-local gradient corrections for exchange and correlation,

f(jr—v

), (11.9)
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which has, however, only minor effects on the band-structure properties). Hybrid-
functionals have also been used to describe anion-localized hole states for defects in
various oxides, i.e., those cases where standard DFA fails even qualitatively, like Alg;
in Si0, [23], Aly; in TiO; [65], and Liy, in ZnO [21, 24].

Since, as discussed above, HF theory exhibits the opposite E(N) non-linearity
(concave) of DFA (convex), the mixture of DFA and Fock exchange can in principle
also be used to cancel the non-linearity of E(N), i.e., to make the generalized
Koopmans condition, Eq. (11.4), fulfilled. Typically, however, hybrid-functional
parameters are either taken from the pre-defined standards of the respective
hybrid-functional formulation [21, 66] or are adjusted to match the experimental
band gap [24, 64], and neither choice guarantees that the cancellation of non-linearity
is complete. Indeed, some previous hybrid-functional calculations showed deviation
from experimentally established facts, either quantitatively (ZnO:Li, Ref. [21]) or even
qualitatively (SiO,:Al, Refs. [17, 18]). The ability of hybrid-functionals to match the
generalized Koopmans condition was recently addressed for defects in elemental
semiconductors [67], and for the case of the Ng acceptor in ZnO [68].

Acceptor-doping of ZnO with nitrogen is subject of a controversy in the exper-
imental literature [69]. While substitutional No dopants are often considered as being
shallow acceptors, magnetic resonance experiments found a strongly localized hole-
wavefunction [70, 71] that is inconsistent with the picture of a shallow effective-mass
acceptor.

As shown in Figure 11.5a, the N acceptor state is already at the DFA level more
localized than an effective-mass state, in contrast to Liz,, (Figure 11.1). In DFA, the
hole-state has p., character (p-orbitals perpendicular to the crystal c-axis), stemming
from a half-occupied e, symmetric state. As seen in Table 11.1, the all four N—Zn
nearest neighbor distances are almost identical. When applying the on-site potential
Vs to N-p orbitals (in addition to Vi, for the O-p orbitals as above), using a parameter
A such to satisfy the Koopmans condition, Eq. (11.4), [72] the hole becomes largely
localized within a single N-p, orbital, stemming from an unoccupied a; symmetric
state. The nearest neighbor distances are now strongly anisotropic, the Zn atom along
the c-axis having an ~0.2 A larger distance from N than the Zn atoms in the basal
plane (Table 11.1). Thus, in Koopmans-corrected DFT the partial occupancy is lifted,
which leads to a Jahn-Teller relaxation, in accord with experimental interpreta-
tions [70, 71]. Comparing the effect of non-local Fock exchange with that of the on-site
potential Vj,, we see that both methods predict very similar acceptor wave-functions
(Figure 11.5) and defect geometries (Table 11.1).

Whereas the structural properties and the wavefunction localization of ZnO:Li
showed an almost digital switching between the symmetric delocalized and the
symmetry-broken localized configurations with variation of the potential strength
parameter Ay (Figure 11.4a) the vertical acceptor ionization energy showed a more
continuous variation with Ay (Figure 11.4D). A similar sensitivity on the details of the
parameterized functional can be expected for the thermal (relaxed) acceptor ioniza-
tion energy. Therefore, we examined the relation between the Koopmans behavior
and the depth of the N acceptor level [68]: standard DFA calculations predicted
the acceptor level 0.4 eV above the VBM [36]. When we apply DFA + Uto account for
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11.5 The Balance Between Localization and Delocalization

Table11.1  Properties of the neutral Ng acceptor in ZnO in different methods: the nearest neighbor
N-Zn distances dj and d, (cf. Figure 11.7), the acceptor level £(0/1—), and the non-Koopmans
energy Ank.

dy/d. (A) £(0/1-) (eV) Ak (eV)
DFA® 1.93/1.95 Ey + 0.74 +0.62
DFA? + Vi 2.18/1.94 By + 1.62 0
HSE (a.=0.25) 2.16/1.96 Ey + 1.40 —0.05
HSE (o= 0.38) 2.16/1.96 Ey + 2.05 —0.40

a) see Ref. [73].

the too high Zn-d orbital energy and the resulting exaggerated p—d repulsion [49], we
get already a quite deep acceptor level at 0.7 eV above the VBM (see Table 11.1). This,
however does not yet address the Koopmans behavior of the N—p like hole state.
Indeed, when we calculate the non-Koopmans energy A x = E(N + 1) — E(N) — ¢;(N)
[¢f Eq. (11.4)], we find a large positive value A x= +0.6eV (Table 11.1) [72]
originating from the convex E(N) behavior of DFA. When the generalized Koopmans
condition A,x = 0 is restored by means of the on-site potential Vi, the acceptor level
lies even much deeper at 1.6 eV above the VBM.

We further tested the Koopmans behavior of Ng in the HSE hybrid functional,
comparing two different values for the parameter a [see Eq. (11.9)], i.e., the “standard”
value o0 =0.25 [40, 41], and an increased fraction of Fock exchange a. = 0.38, chosen
such to reproduce the experimental band gap of ZnO [63]. We find that for a =0.25
the Koopmans condition is quite well fulfilled, although the band gap is still
underestimated by about 1eV. The acceptor level at 1.4 eV is close to the prediction
with the on-site potential Vi, A similar acceptor level was also found in a recent
hybrid-functional study [64], although for a rather different parameter o = 0.36. For
the gap-corrected value o = 0.38, we find a negative value A, ,x = — 0.4 eV (Table 11.1),
indicating concave E(N) behavior, i.e., overcorrection relative to the underlying DFA.
Therefore, the corresponding acceptor level at 2.1 eV is most likely unrealistically
deep. From the cancellation of the E(N) non-linearity in different functional, as
summarized in Table 11.1, we can conclude on theoretical grounds that shallow
acceptor states that have been reported in ZnO [74-76] cannot originate from
substitutional N impurities, and must have other causes. One recent suggestion
is that the shallow levels are related to stacking faults, possibly decorated with
additional defects or impurities [77].

115
The Balance Between Localization and Delocalization

In Ref. [78], we described two fundamentally different behaviors an electrically active
defect (i.e., a donor or an acceptor) can assume: (i) the primary defect-localized state
(DLS), which results from the atomic orbital interaction between the defect atom and
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its ligands, forms a resonance inside the continuum of host bands. In this case of
a shallow defect, the carriers (electrons or holes) occupy a secondary perturbed host
state (PHS) with a delocalized, band-like wavefunction and an energy close to the
band edge. (ii) The DLS lies inside the band gap. This is the signature of a deep defect
state, and the wavefunction is usually localized at the site of the defect and its ligands.

Even though Li is clearly a deep acceptor in ZnO on account of its large ionization
energy and the localized nature of the bound hole [19], it is an interesting observation
that the charged Li;,, acceptor does not show a quasi-particle energy state inside the
band gap, as shown in Figure 11.6a, and therefore shows the signature of the case (i)
of a shallow state. In its equilibrium structure, the ionized Li acceptor exhibits no
symmetry breaking, and all nearest neighbor are practically equal (d;_o =2.0 A) as
expected from the approximate local Ty symmetry in the wurtzite lattice [79]. The
large anisotropy in the NN-distances (cf. Figure 11.4a) occurs only after a hole is
bound on one of the four initially equivalent O neighbors. One can, therefore, raise
the “Chicken or egg” like question whether the hole localization causes the symmetry
breaking of the atomic structure, or whether the symmetry breaking drives the hole
localization. The answer to this question depends on whether the hole localizes on
asingle O-site even in the absence of the lattice distortion, or, in other words, whether
there exists an energy barrier in the configuration coordinate diagram that causes

[ (a) Liz, ZnO
- I
E—
» :
Q[ 0
(b) Li, Ev Ec
3 : DLS
VI T T T
"(¢) No DLS Zno
L A — N-p,
- I
(78]
o]
2 T(d)NY
i DLS
4 2 0 2 4
E-Ey (eV)
Figure 11.6 (online colour at: www.pss-b The local DOS is projected on the O-p, and N-p,

.com) Density of states (DOS) for the ionized  orbitals which host the bound hole in case of the
and charge-neutral Liz, and No acceptor states  charge-neutral acceptors (cf. Figures 11.1b
in ZnO, calculated in DFA + Vi, (see Ref.[73]).  and 11.5b, respectively).
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a local minimum for the symmetric structure. Indeed, in the special situation that
one defect, depending on its charge state, can assume both behaviors (i) and (ii)
above, there exists generally an energy barrier between the two structural config-
urations. Such a barrier in the configuration coordinate diagram leads often to
a range of experimentally observable metastability effects [78, 80, 81]. As seen in
Figures 11.6a and b, the Li acceptor in ZnO indeed exhibits a change between shallow
(i) and deep (ii) behavior being associated with a change of the charge state, which
hints toward the presence of metastability effects.

Due to the energy of the Li-induced DLS below the VBM (Figure 11.6a), a free a hole
can become bound at the Li acceptor in a effective-mass like (VBM-like) state without
occupying the localized defect state. This shallow state of Li is, however only
a transient state [82], because the energy can be lowered by the activated lattice
relaxation and ensuing localization of the hole (Figure 11.1b) in a deep gap state
(Figure 11.6b). Even though the transient shallow state is not suited to produce p-type
conductivity, it could be observed for a short time after photo-excitation, thereby
explaining the experimental observation of both a shallow and a deep state of the Li
acceptor in photoluminescence [83, 84]. We recently [82] found a similar duality also
for the metal-site acceptors in GaN, where Mg-doping has led to the observation of
two distinct acceptor states in optical experiments [85] and of both effective-mass like
and non-effective mass like hole wavefunctions in magnetic resonance experi-
ments [86, 87]. We found that the ground state of the divalent acceptors Be, Mg,
and Zn in GaN has always a localized hole wavefunction, akin to that of Li in ZnO
(Figure 11.1b), which is indicative of a deep acceptor. However, Mgc, represents
the unique case where the ionization energy of the deep state exceeds only slightly
(by 0.03 eV) that of the ideal effective mass state, and is therefore still small enough
for effective p-type doping. This explains the exceptional success of Mg-acceptor
doping in GaN [88].

More generally, in regard of the balance between localization and delocalization,
and the existence of an energy barrier, one can distinguish a total of four different
cases, as illustrated in Figure 11.7. We now describe each case briefly with a specific
example:

Deep ground state | | Shallow ground state
>
3
15
(@) 0)] () (d)

sb s'y sb s'y sb s'y sb s'y

Configuration coordinate Configuration coordinate
Figure 11.7 (online colour at: www.pss-b cases resulting from the energy ordering
.com) Schematic configuration coordinate of the symmetry-broken (sb) and symmetric
diagrams for acceptor states in (sy) configurations, and from the existence

semiconductors, illustrating the four different  or non-existence of an energy barrier.
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i) Deep ground state with barrier (Figure 11.7a, e.g., ZnO:Li). In the symmetric

ii

iii

=

)

-

structure of the ionized Liy, acceptor, there is no defect induced quasi-particle
state inside the band gap (Figure 11.6a). Thus, the neutral Li acceptor has a locally
stable symmetric configuration with a delocalized effective-mass like
wavefunction (PHS). Only after an activated symmetry breaking and large
lattice relaxation, the localized O-p, like hole state (cf. Figure 11.1b) occurs as
a deep quasi-particle state (DLS) inside the band gap (Figure 11.6b). Examples
include ZnO:Liz,, GaN:Mgg, [82], and ZnTe:Vz, [20].

Deep ground state without barrier (Figure 11.7b, e.g., ZnO:N). The symmetric,
ionized Ng acceptor (cf- Table 11.1) has its quasi-particle defect state already deep
inside the band gap (Figure 11.6¢). When forming the neutral acceptor state by
removing an electron, the resulting hole immediately occupies the deep defect
state (DLS), leading to the relaxation into the symmetry-broken configuration (cf.
Table 11.1) without barrier. During relaxation, the DLS moves deeper into the gap
(Figure 11.6c). Examples include ZnO:Ng [68] and ZnO: Vz,, [20].

Shallow ground state with barrier (Figure 11.7¢, e.g., ZnTe:Li). So far, we have
considered only acceptor states whose (charge neutral) ground states are
symmetry broken and have a localized hole state. Of course, there exist also
acceptors in semiconductors where the ground state is symmetric with a band
like effective-mass wavefunction. Considering Liz, in ZnTe, we can utilize an
initial lattice distortion to obtain a symmetry-broken state where the hole is
located at only one of the four equivalent Te ligands, akin to the state shown in
Figure 11.1b for ZnO. The parameter A,s=3.1eV for Te-p is then calculated
analogous to the case of ZnO (Figure 11.4). However, we find that the Ty
symmetric ground state with a delocalized effective-mass like hole wave-
function (PHS) lies 0.3eV lower in energy than the symmetry-broken
configuration. Thus, the generalized Koopmans formalism correctly predicts
the well established effective-mass behavior of Liz,, in ZnTe, and the calculated Li
acceptor ionization energy of 0.08 eV reflects the shallow effective-mass acceptor
level (experiment: 0.06 eV [89)).

Shallow ground state without barrier (Figure 11.7d, e.g., GaAs:Mgg,). For the Mg
acceptor in GaAs, we find that the symmetry broken configuration cannot be
stabilized even for large values of Ay for As-p (we can estimate A, =2.7 eV by
evaluating the Koopmans condition for a constrained lattice distortion). Thus,
the Mgg, acceptor in GaAs has only one energy minimum, i.e., the Ty symmetric,
shallow effective-mass state.

11.6
Conclusions

The physical condition of the piecewise linearity of the total energy E(N) as a function
of the fractional electron number plays an important role for the prediction of
the structural configuration, the wave-function localization, and in particular, the
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ionization energies of acceptors in wide-gap semiconductors. Based on DFT this
condition may be achieved via on-site potentials or by mixing of non-local Fock
exchange. When the bias of standard DFT toward symmetrical and delocalized
solutions is overcome in such Koopmans corrected calculations, a symmetry broken
solution often emerges as the ground state, usually leading to a deep non-conductive
state (with the notable exception of GaN:Mg). The symmetry breaking of the defect
wavefunction can either be the result of an initial breaking of the structural symmetry,
or be purely electronically driven, corresponding to the existence or non-existence,
respectively, of an energy barrier in the configuration coordinate diagram. In smaller-
gap semiconductors with heavier anions the tendency toward hole localization is
reduced, leading to shallow effective mass like states of substitutional acceptors.
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SiO; in Density Functional Theory and Beyond
L. Martin-Samos, G. Bussi, A. Ruini, E. Molinari, and M.J. Caldas

12.1
Introduction

From a theoretical point of view, amorphous silica is considered one of the most
typical strong glasses belonging to the category of disordered tetrahedral networks.
From a technological point of view, silica is widely used in different fields such as
microelectronic industry (for metal-oxide-semiconductor devices), optical fiber
technologies, and nanoimprint lithography. During the manufacturing process, a
large variety of defects may be generated in the samples, which modifies the
performances of the silica-based devices. Furthermore, when used in harsh envir-
onments, these pre-existing defects can act as precursor sites for the generation of
new defects, or new defects can directly arise through ionization or knock-on
processes making the defect assortment even wider and the device performances
unpredictable. In the recent past, with the advent of nanodevices, the reduced
dimensions of the oxide layers and the required abruptness of the interface demand
for an atomic-scale understanding of the microscopic processes governing electronic
performances, such as the carrier mobility and energy levels.

At the atomic scale, defects influence the electrical and optical properties of
materials by adding localized states into their band structure. The main impact of
such defect states occur when they are located in the band gap. Therefore, it would be
of fundamental relevance to provide a reliable description of the gap surroundings.
However, even for crystalline phases, the ab initio evaluation of the band gap is a hard
task. In fact, the most celebrated approach for the calculation of the electronic
properties for the ground-state is based on the density functional theory (DFT), but it
is in principle unqualified for the description of excited state properties, at least in its
usual formulation, and consequently for a correct prediction of the band gap; on the
other hand, the application of appropriate and sophisticated approaches based on the
many-body-perturbation theory is often hindered by the huge computational effort
thatis required for realistic systems. Moreover, the analysis of the electronic structure
of amorphous systems implies a deep understanding of the impact of disorder —in its
different possible manifestations — on the electronic properties of the system.

Advanced Calculations for Defects in Materials: Electronic Structure Methods, First Edition.
Edited by Audrius Alkauskas, Peter Dedk, Jérg Neugebauer, Alfredo Pasquarello, and Chris G. Van de Walle.
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In this chapter, we discuss the possibility of defining a consistent criterium to
univocally define the electronic gap of amorphous systems, and we calculate it from
first principles for silica using different theoretical schemes. The results of our
systematic investigations allow us to trace back the electronic structure of the system
to the specific kinds of disorder present in the target system. Our findings are also
discussed in relation to the Anderson model, which predicts the formation of
localized band tails at the band edges of disordered systems.

12.2
The Band Gap Problem

Let us first recall that the energy difference between photo-emission and inverse
photo-emission signals is the difference between the N + 1 excitation (-electron
affinity) and the N — 1 excitation (-ionization potential), where N is the number of
electrons in the ground state. The most common first-principles theoretical approach
applied to study the electronic structure of solids is the density DFT. In DFT[1, 2], the
exact ground-state density and energy for a given system are obtained by minimi-
zation of an energy functional which depends on the external potential and some
“Universal Functional” of the density. As such “Universal Functional” is unknown,
one has to face its practical realization: the building of a functional is not unique,
which may lead to uncontrolled approximations and transferability issues. In
the Kohn-Sham formalism the functional becomes the exchange—correlation
functional. The oldest and most widely used approximation is the local density
approximation (LDA) and the classical method to correct LDA is the explicit inclusion
of inhomogeneity effects via gradient expansions, i.e., generalized gradient approx-
imation (GGA). It is well known that DFT, declined in any of its two flavors (LDA or
GGA), has reached a great success for modeling material properties such as
equilibrium cell parameters, phonon spectra, etc. However, experimental band gap
values are underestimated by about 30-40%. Even if in principle every excited state
energy can be considered as a functional of the ground-state density, there remains
the question on how such functionals can be realized in more explicit terms. The
main lacks of LDA and GGA are their locality, energy independence, continuity with
the adding or removing of electrons, and wrong long-wavelength limit which does
not cancel the self-interaction (SI) part in the Hartree potential. Recently, functionals
with a fraction of Hartree—Fock exchange (hybrid-functionals) have been build [3-6],
in order to compensate for part of the above mentioned lacks (i.e., SI and
discontinuity issue).

The GW approximation offers a valuable parameter-free alternative to such ad hoc
building of new exchange-correlation functionals. GW has its roots in the work by
Hedin and Lundqvist [7, 8]. In its first formulation, an approximated form for the
electron self-energy (exchange—correlation self-energy) was obtained through an
expansion in terms of the screened Coulomb potential. This procedure can be
interpreted as a generalization of the Hartree—Fock method, where the expansion is
based on the screened rather than the bare Coulomb potential. In more recent times,
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see among others [9-16], the GW method has been used on top of DFT calculations,
often within the LDA for the exchange—correlation functional. This combined
approach (called one-shot GW or G°W’) allows for great improvement on the
agreement of electronic band structures with experimental results, and is presently
becoming the state-of-the-art for the ab initio prediction of electronic properties in
extended systems. The main ingredient that makes G W so successful is related to the
fact that it contains most of the SI cancellation, and that the self-energy is non-local
and energy dependent. Moreover, in the GW framework, as in Hartree-Fock through
Koopman’s Theorem, the HOMO (and each occupied band) is by definition the N — 1
electronic excitation (where N is the number of electrons) and the LUMO (and each
unoccupied band) is the N + 1 excitations, i.e., the self-energy is discontinuous.

Let us concentrate on the self-energy. Within the Hartree—Fock approximation the
self-energy can be written as:

T =3,(12) = (142)G(12), (12.1)

where v is the bare Coulomb potential and G is the Green function. Indexes 1 and 2
are generalized coordinates plus spin and time (1 = x4, t;; 2 =x;,, t,). As the poles of
the Green function arethe N 4+ 1and N — 1 excitations, the Hartree—Fock self-energy
contains the discontinuity. In the long wavelength limit it is easy to prove that the
q=0 term compensates the SI coming from the Hartree potential. However, as v
depends only on |r— 7|, it is still a local and energy independent function.

In the GW approximation the self-energy takes the form of a “dressed” Hartree—
Fock:

2(12) = iW(1+2)G(12), (12.2)

where Wis the screened Coulomb interaction that is calculated through a Dyson-like
equation with a random-phase approximation (RPA) irreducible polarizability. The
W term contains the response of the electronic system when non-interacting
electron—hole pairs are created, which is a function of (r—7r), ("' —r") and the
energy. The polarizability is also a function of (r — #') and (' — ¥}, and its calculation
usually needs a summation on all possible transitions (from occupied to unoccupied
states). It is easy to understand why even if the equations are known since the sixties,
only recently, with some additional approximations, we manage to computationally
afford systems with tens of atoms. One of the approximations of great success has
been the Coulomb hole and screened exchange approximation [17] (COHSEX). The
COHSEX formula is obtained from the general GW self-energy by imposing a static
W before the energy convolution. The COHSEX approximation has the advantage of
being independent of the unoccupied states summation in the self-energy. The first
term (SEX) is a screened Hartree—Fock, where the screening is the static W, while the
second (COH) is just a static local potential.

After COHSEX, different multipole expansions have been proposed to include,
without explicitly performing the energy convolution, the energy dependence in W.
The most popular is the plasmon pole approximation [17-19], where the energy
dependence in W is replaced by an interpolation through a single pole (at some
plasmon energy).
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Table 12.1 Fundamental/Homo—Lumo gap (eV) for alpha-quartz and amorphous SiO, within
different approximations, DFT-LDA, one-shot HF, one-shot COHSEX and one-shot GW on top of
DFT-LDA.

DFT-LDA HF COHSEX Gw
alpha-quartz 5.9 16.9 10.1 9.4
a-Sio, 5.6 16.2 10.1 9.3

In order to highlight the effect of inclusion of off-diagonal elements, also called
local-field effects (with explicit dependency on (r— ) and (¥’ — #"')) on the descrip-
tion of the gap, we have performed four calculations on alpha-quartz and on an a-SiO,
model (for details on the generation of the amorphous sample we refer the reader to
Ref. [20]) within the four different approximations DFT-LDA, HF, COHSEX (from
LDA), and G°W” (from LDA), see Table 12.1. For more details on the G W calculation
see Ref. [21, 22].

Asexpected, DFTunderestimates the gap, HF overestimates it, while COHSEX and,
in particular, G° W give the closest values to experimental outcomes — that range from
8.8 t0 11.5 eV [23-25]. From a careful comparison between the gap values for quartz
and a-SiO, (see Table 12.1) we can note that the gap size for quartz is larger than for the
a-SiO, phase within DFT and HF, while the experiments suggest that, if a difference
exists, it is smaller than the experimental accuracy. Local-field effects taken into
account by W in the COHSEX and GW self-energy enhances the opening of the gap
due to the disorder, bringing the a-SiO, gap closer to that of quartz. This enhancement
is not related to the SI and discontinuity issues, already corrected (or not inserted) in
HF. This behavior implies that, for disordered materials, it is fundamental to treat
correlations through non-diagonal objects. Indeed, it is unlikely that any ad hoc choice
of local functionals, whatever fraction of Hartree—Fock exchange it contains, would be
able to reproduce the whole effect of disorder on the electronic structure.

12.3
Which Gap?

In a crystalline semiconductor/insulator the fundamental gap/band gap is a well
defined quantity, i.e., the energy difference between the bottom of the conduction
band and the top of the valence band. When one deals with a disordered material, the
definition of “gap” is not straightforward. Indeed, following the ideas presented in
the pioneering works of Anderson, Mott and Cohen [26-29], disorder induces the
formation of localized band tails (flat bands) at each band edge, creating boundary
regions (mobility edges) and opening the so-called “mobility gap”, see Figure 12.1.
Conceptually, the mobility gap for a disordered system is equivalent to the band gap
for a crystal. In addition to the mobility gap, one could also define a “HOMO-LUMO”
gap (following simply an occupied/unoccupied criterium), which is smaller, by
definition, than the mobility gap.
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Figure 12.1 Schematic representation of the density of states close to the top of the valence band
and the bottom of the conduction band, in a disordered semiconductor/insulator compared to the
representative crystal.

For semiconductors such as a-Si/H, the density of states in the mobility gap region
has been intensively investigated [30, 31]. However, in the SiO, case, there is no
experimental evidence of localized band tails between valence and conduction bands.
Moreover, experiments do not see any marked difference between the quartz and the
a-Si0, electronic structure. The effect of disorder has been theoretically studied
mostly by addressing model systems through simplified Hamiltonians, that contain
parametrized terms to account for the disorder contribution (see, e.g., in Ref. [32]).
With respect to the band gap of a perfectly ordered system, a low degree of disorder
produces a closure of the mobility gap, while strong disorder opens it. The electronic
structure of amorphous SiO, obtained within ab initio DFT is usually compared to the
electronic properties of crystalline alpha quartz, and suggest a small closure of the
mobility gap [33]. Amorphous SiO, and other low pressure crystalline phases of SiO,,
such as quartz and cristobalite, are constituted by “well-connected” SiO4 networks: at
the short range scale differences between the crystals and the amorphous samples
come from bond-angle and bond-length fluctuations, while the medium-range
structure is governed by the connectivity of the SiO4 network itself [34] which is
different in all these phases. Given the fact that a low degree of disorder acts by
producing bond angle and bond length variation while a topology change is expected
to be produced by strong disorder, the reason why DFT results in a small gap closure
of the amorphous versus the crystalline system, instead of an opening, is to be
clarified. This could be traced back to several reasons, such as to the specific
amorphous model used in the simulations, or to the specific theoretical approach,
or to the absence “strong” disorder for a-SiO,, or to the fact that the mobility gap has
not been compared to the correct reference crystal. Indeed, the density of a-SiO, is
around 2.2 g/cm? while the density of quartz is around 2.6 g/cm”. Tt is well known
that the gap increases with the density in tetrahedral networks. Therefore the
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Figure 12.2  (online color at: www.pss-b.com)  (Cristobalite 0 K). Lower panel: states

Upper panel: DFT-LDA energy density of states
for two a-SiO, models WQ2 and FQ1, obtained
by quenching from a melt with two different
quench rates, 2.6 x 10" and 1.1x 10" K/s,
respectively, and a perfectly ordered crystobalite

localization by means of their |SI|. Each S|
point has been calculated by averaging within an
energy interval of 0.09 eV. The DOS have been
aligned maximizing the overlap between deep
valence levels.

electronic structure of a-SiO, has to be compared with the crystal phase that exhibits
the most similar density, i.e., cristobalite.

We have performed DFT calculations on two 108 atoms amorphous SiO, models,
WQ2 and FQ1 generated at two different quench rate 2.6 x 10"* K/sand 1.1 x 10" K/
s, respectively (where WQ and FQ stay for “well-quenched” and “fast-quenched” to
distinguish between the two quench rates, see Ref. [20] for further details), and on two
192 atoms cristobalite models (Fd3-m), one at T=0K (C0) and one at T=300K
(C300). Here, we use the temperature as a way to add to the system a small stochastic
disorder. Calculations have been performed at the I point, with a wave function cut-
off of 70 Ry and norm-conserving pseudopotentials. Hundred and eight atoms
supercell is big enough for having a system-size convergency within 0.1eV at the
self-energy level. In Figure 12.2, we have plotted the density of states and the
localization of each state as a function of the energy for the two amorphous models
as well as for the perfectly ordered cristobalite, which we use as crystal reference. The
localization is described by means of the normalized SI, obtained by dividing the SI, i.
e., the Coulomb interaction between an electronic state and itself, as generally
defined by the following equation:

_ L[ [os(n)e:(r)e; (r)es (r') 5,
I e

a*r, (12.3)
by the SI of a plane wave normalized in the corresponding cell (which generalizes the
SI tool, extensively used in the quantum chemical community for finding maximally
localized basis sets, for the description of extended systems that are modeled through
periodic boundary conditions [21]): normalizing the SI allows for a quantitative,
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energy-independent estimate of localization for systems with different unit-cell
volumes (the boundaries being |SI| =1 for a fully delocalized state, i.e., a plane
wave, and divergent |SI| for a completely localized state, i.e., a Delta function)]. We
observe signatures of localization almost exclusively at valence edges, while the
bottom of the conduction band exhibits a perfectly delocalized character. As expected,
the increase of the quench speed increases the localization, and we see at the
neighborhood of the valence band top for the FQ1 model states highly localized, that
can be considered as localized band tail states. It is also easy to see that the cristobalite
gap is smaller than the mobility gap of the disordered systems. If we compare the
fundamental gap of the perfectly ordered cristobalite, 5.4eV, with the system
perturbed just by thermal disorder, 5.3eV [21], it is clear that a small degree of
disorder induces a small closure of the gap. Therefore, we recover completely the
Anderson, Mott, and Cohen picture [26-29], i.e., small disorder degree close the gap
while a strong disorder degree widen it.

The widening of the gap due to strong disorder is particularly enhanced when
moving to GW, as itincludes non-diagonal screening, as explained above. Indeed, the
GW gap for cristobalite is 8.9 eV while the mobility gap for a-SiO, is 9.4-9.2 eV for
WQ2 and FQ1, respectively (for a more extended discussion see Ref. [21]).

12.4
Deep Defect States

Defect levels (donor or acceptor) and formation energies of charged defects are
difficult to describe quantitatively within DFT [35]. Indeed, they are related to
ionization potentials (N — 1 excitation)/electron affinities (N + 1 excitation) of the
defect state [36, 37]. Some attempts have been made to try to circumvent the need of
going beyond DFT [38, 39]. However, it is unlikely that one can find semi-empirical
rules that work in a general case, and for defects in the already disordered structure of
an amorphous system this is even more critical. To illustrate the complexity of the
problem, we can compare results for the well-quenched model we showed above, to
the results of a model with connectivity defects.

We have performed DFT-LDA and G°W” (on top of LDA) on an amorphous SiO,
model with two point defects: a non-bridging oxygen NBO (coordination 1) and a tri-
coordinated silicon (the simulation parameters are the same as in Ref. [21]). These
two atomic defects have produced five strongly localized defect states, a dangling
bond (Figure 12.3a), two occupied oxygen 2p non-bonding orbitals (Figure 12.3b and
¢), and two unoccupied silicon non-bonding orbitals (Figure 12.3d and e).

The corresponding defect levels are located inside the gap (single lines in
Figure 12.4). Comparing the level alignment in the neighborhood of the gap, DFT,
and GW, itis evident that neither an ad hoc band stretching nor a rigid energy shift can
locate correctly the states from their DFT-LDA relative position, even if one tries to
treat separately the occupied and unoccupied states. In the case of the highest localized
states, such as the O dangling bond of the NBO, the many-body corrections even alter
their position relative to the band tails, precluding scissor shift approximations. Even if
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Figure 12.4  (online color at: www.pss-b.com)  conserving pseudopotentials and I'-point

Electronic structure of a 108 atoms a-SiO, sampling; an energy cutoff of 70 Ry was used for
system with defects introduced by one non- the wave-functions and Fock operator. Single
bridging oxygen and one tri-coordinated silicon,  gray lines stay for the strongly localized defect
within DFT (upper panel) and G°W° (lower states (occupied oxygen non-bonding and
panel). Shaded blue and red bands represent,  unoccupied silicon non-bonding states). The
respectively, delocalized states and localized single red line shows the position of the oxygen
tails due to disorder. Calculation for the defect ~ dangling bond level. Energies have been aligned
system was also performed through norm- to the top of the valence mobility edge.

this kind of approximation has been successfully applied to ideal crystalline systems, it
is fundamental to include the exact many-body correction for quantitative studies
when treating states with markedly different characters. A qualitatively correct
ordering of localized states with a different nature is already provided at the
Hartree—Fock level, indicating that the inclusion of exact-exchange is mandatory for
a sound description of dangling bonds. However, the weight of the exchange part with
respect to the correlation partis different from state to state and no semi-empirical rule
can be extrapolated from the results. It is also interesting to note the increase in the
energy difference between the two 2p non-bonding orbitals, which are seen almost
degenerate within DFT-LDA. The sensitivity to local field effects in G Wenhances the
energy difference, which is due to the different orientation of the orbitals. As for the
two unoccupied (and more delocalized) defect states, they maintain almost the same
relative position, and are just deeper in the gap, more detached from the mobility edge.
We also observe that the sensitivity of defect states to a proper treatment of many-body
effects is in agreement with a very recent paper [40], where the application of the GW
scheme to the analysis of a carbon vacancy in 4H-SiC turned out to be decisive to
correctly account for electron—electron correlations.

12.5
Conclusions

We have shown that the inclusion of local field effects may be relevant even just for a
correct quantitative evaluation of the gap size. The example of the deep defects in
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amorphous silica shows how it could be difficult to try to extract general semi-
empirical models to circumvent the needs of going beyond DFT. Unfortunately, the

way to a bi-univocal modeling of the electronic properties in the gap neighborhood is
still under an active debate [36-38]. Indeed, the computational effort needed by a full
GW calculation, or GW including vertex-corrections, free from pseudo-potential
effects, precludes its application to realistic systems [41, 42], forcing the research
community to find shortcuts, that need to be more extensively tested: pseudo-
potentials, approximations to the screening, one-shot GW starting from different

wave-functions and energies [42]. It is of fundamental relevance to systematically

explore all this shortcuts and give complete benchmarks.
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Overcoming Bipolar Doping Difficulty in Wide Gap
Semiconductors

Su-Huai Wei and Yanfa Yan

13.1
Introduction

Application of semiconductors as electric and optoelectronic devices depends
critically on their dopability. Failure to dope a material, i.e., to produce enough free
charge carriers beyond a certain limit at working temperature, is often the single most
important bottleneck for advancing semiconductor-based high technology. Wide
band gap (WBG) semiconductors, such as diamond, AIN, GaN, MgO, and ZnO, have
unique physical properties that are suitable for applications in short-wavelength and
transparent optoelectronic devices [1-9]. To realize these applications, the formation
of a high-quality homo p-n junction is essential. In other words, high-quality bipolar
(p- and n-type) doping are required for the same material. Unfortunately, most WBG
semiconductors experience a serious doping asymmetry problem, i.e., they can easily
be doped p- or n-type, but not both [10]. For example, diamond can be doped relatively
easily p-type, but not n-type [1-3]. On the other hand, ZnO can easily be made high-
quality n-type, but not p-type [7-9]. For materials with very large band gap such as AIN
and MgO, both p- and n-type doping are difficult [11]. The doping difficulty also exists
in nanostructure semiconductors where the band gaps increase due to the quantum
confinement [12, 13]. These doping problems have hindered the potential applica-
tions of many WBG and nanostructure materials.

Extensive research has been done to understand the origin of the bipolar doping
difficulties in WBG and nanostructure semiconductors and to find possible solutions
to overcome the doping difficulty. In the past, we have proposed various approaches
to overcome the bipolar doping difficulty in WBG semiconductors. These approaches
have been tested by the systematical calculation of defect formation energies and
transition energy levels of intrinsic and extrinsic defects in various WBG and
nanostructure semiconductors using first-principles density-functional theory
[14-23]. In this paper, we review the origins of the bipolar doping difficulty and
describe our approaches for overcoming the doping bottleneck in WBG semicon-
ductors.The paper is organized as follows. Section 13.2 discusses the salient features
of calculating defect properties, in which the issues related to the finite size of the
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supercell and the band gap errors are discussed. Section 13.3 analyzes symmetry
and occupation of defect levels. Section 13.4 describes what causes the bipolar
doping difficulty in WBG semiconductors and the origin of the doping limit rules.
Section 13.5 describes our proposed approaches to overcome the bipolar doping
difficulties, focusing mostly on ZnO and other WBG semiconductors. Section 13.6
briefly summarizes the paper and provides an outlook for future research in this field.

13.2
Method of Calculation

We performed the band structure and total energy calculations using the first-
principles density-functional theory with local density approximation (LDA) or
general gradient approximation (GGA) [24, 25]. We used the supercell approach in
which the defects or defect complexes are put at the center of a supercell and the
periodic boundary condition is applied. For quantum dots (QDs) the surface are
passivated by hydrogen or pseudohydrogen [12, 13]. In all calculations, all the atoms
are allowed to relax until the Hellman—-Feynman forces acting on them become
negligible. For charged defects, a uniform background charge is added to keep the
global charge neutrality of the supercells [19].

To determine the defect formation energy and defect transition energy levels, one
needs to calculate the total energy E(a, q) for a supercell containing defect o in charge
state g, the total energy E(host) of the same supercell without the defect, and the
total energies of the involved elemental solids or gases at their stable phases. It is
important to realize that the defect formation energy depends on the atomic chemical
potentials u; and the electron Fermi energy Er. From these quantities, the defect
formation energy, AH0,, g), can be obtained by:

AHe(a,q) = AE(0, ) + > mp; + qEr, (13.1)

where AE(a, q) = E(a, q) — E(host) + > n;E(i) + geypm(host). Egis referenced to the
valence band maximum (VBM) of the host. i, is the chemical potential of constituent i
referenced to elemental solid/gas with energy E(i); n;is the number of elements and g
is the number of electrons transferred from the supercell to the reservoirs in forming
the defect cell. The transition energy €,(q/q) is the Fermi energy at which the
formation energy of defect o at charge state g is equal to that at charge state ¢’. Using
Eq. (13.1), the transition energy level with respect to the VBM can be obtained by

AE(O'7 q) — AE(OL, q,)
q9—q

ea(q/q) = — eypm (host). (13.2)

Typically, for finite supercell, the Brillouin zone integration for the charge density
and total energy calculations is performed using special k-points or equivalent
k-points in the superstructures. This approach gives better convergence on the
calculated charged density and total energy. However, it usually gives a poor
description on the symmetry and energy levels of the defect state, as well as the
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Figure13.1 (online colour at: www.pss-b.com) Schematic plot of the defect level with respect to the
band edge. It is shown that in a supercell calculation, the energy level determined at the I'-point is
correct for both shallow and deep levels.

VBM and conduction band minimum (CBM) states, and the results could be sensitive
to the k-points sampling because the band edges are determined by the k-point
sampling. To avoid this problem, a I"-point-only calculation is often used to determine
the total energy and transition energy level because the symmetry of the defect and
the band edge states are well defined at I, and both the shallow and deep levels are
correctly described (see Figure 13.1). However, for small supercell, I'-point-only
approach may give poor total energy convergence. Here, we propose to use a hybrid
scheme to combine the advantages of both special k-points and I'-point-only
approaches [14, 19]. In this scheme, we first calculate the transition energy level
with respect to VBM, which is given by

)+ E(a,q) — (E(0, 0) — qe5(0)) .

£(0/g) = £h(0) — el (host -

(13.3)

For donor level (g > 0), it is usually more convenient to reference the ionization
energy level to the CBM, i.e., we can rewrite Eq. (13.3) as

e thost) —€(0/g) = ey (host) — (@) £10) = (E10) —rb(0)

(13.4)

where a positive number calculated from Eq. (13.4) indicates the distance of the
transition energy level below the CBM. In Eqs. (13.3) and (13.4) €k (0) and €5 (0) are
the defect levels at the special k-points (weight averaged) and at the I'-point,
respectively; and el (host) and €L, (host) are the VBM and CBM energies,
respectively, of the host at the I'-point. Sg (host) is the band gap at the I'-point. The
first term on the right-hand side of Eqs. (13.3) or (13.4) give the single-electron defect
level at the I"-point. The second term determines the relaxation energy U (including
both the Coulomb contribution and the atomic relaxation contribution) of the
charged defects calculated at the special k-points, which is the extra cost of energy
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after moving (—g) charge to the neutral defect level with E = &k (0). Afterwards, the
formation energy of defect a at charge state g can be obtained by

AHs(a,q) = AHs(0,0) — ge(0/q) + qEr, (13.5)

where AHg0.,0) is the formation energy of the charge-neutral defect and Eg is the
Fermi level with respect to the VBM. This new approach has been used successfully
for studying defects in various semiconductors.

We want to point out that in writing down Egs. (13.1)—(13.4), we assumed that the
common reference energy level is used in the calculation of defect a in different
charge states. Because in a periodic supercell calculation the zero potential energy is
not well defined, therefore, we have to lineup the potential using a common
reference. This is usually done by lineup core level of an atom far away from the
defect center. In the case where core level is not available, average potential around
the atom can also be used.

In the formula above, we also assumed that the VBM energy position is given by its
eigenvalue eypy(host). For small supercell, however, the Koopman’s theorem may
not hold that is

OE = eypm(host) — [E(host, N) — E(host, N — 1)] (13.6)

is not zero, especially for VBM with localized electron states. Similar situation may
also exist for the CBM energy position. In this case, the correction term O E should be
added to determine the VBM or CBM energy level.

It the supercell calculation, the periodic boundary conditions introduces a spu-
rious Coulomb interaction between the charged defects in different cells. To estimate
the magnitude of this interaction, point charges immersed in neutralizing jellium
are usually assumed. Attempts to including higher-order terms are difficult, because
the higher-order multipoles of the defect charge are not uniquely defined in the
supercell approach [26]. However, in reality, the charged defect does not have a delta-
function-like distribution, especially for shallow defects, which have a relatively
uniform charge distribution. Therefore, direct application of the Makov and
Payne [26] correction using only point charge often overestimates the effect [19].
Thus, for shallow low charge state defects we usually assume the Makov and Payne
correction are not important. However, this correction term could be large if the
defect level is localized or the defect is in a small QD.

Another issue that leads to uncertainty in defect calculation is caused by the fact
that LDA or GGA calculations underestimate the band gap of a semiconductor. One
way to correct this error is to project the defect level to the CBM and VBM states, and
shift the defect level accordingly when the band edges are shifted to correct the band
gap error [27]. Another way to correct this error is using high level DFT calculation
such as GW approach [28]. However, currently, this type of full scale calculation is still
formidable. Recently, more empirical hybrid density-functional method [29, 30]
which mixes certain amount of Hartree—-Fock potential with the GGA potential is
used for defect calculation. Although this kind of approach can correct the band gap
in some empirical way, the symmetry breaking caused by the Hartree—Fock potential
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and the accuracy of the calculated defect levels, in our opinion, still needs experi-
mental verification.

13.3
Symmetry and Occupation of Defect Levels

Itis often very useful to know the symmetry and character of the single-particle defect
level before we start the calculation, because it can help us identify the defect level and
because defects with different symmetry and character will behave differently.
Moreover, to modify defect states or correct the band gap error, it is also important
to know the symmetry of the state. For example, although both anion vacancy and
cation interstitial have the same a, defect levels in II-VI semiconductors [23], anion
vacancy has the a! character derived from the valence band or cation dangling bond
states, whereas cation interstitial has instead the a$ character derived from the
conduction band. Thus, the energy level of the cation interstitial is expected to follow
closely with the CBM, whereas the energy level of anion vacancy state will not.

For simple extrinsic impurities, one can predict in principle whether a dopant is
a donor with a single-particle energy level close to the CBM or an acceptor with
a single-particle energy level close to the VBM by simply counting the number of the
valence electrons of the dopants and the host elements. For example, in CdTe, one can
expect that group-I elements substituting on the Cd site, X create acceptors,
whereas group-VII elements substituting on the Te site, Yy.' creates donors.
Generally speaking, to produce a shallow acceptor, it is advantageous to use a more
electronegative dopant, whereas to produce a shallow donor, it is advantageous to use
a less electronegative dopant.

For intrinsic defects, the situation is more complicated. Figure 13.2 shows the
single-particle energy levels of tetrahedrally coordinated charge-neutral defects in
CdTe [23]. Generally speaking, when a high-valence atom is replaced by a low-valence

b —
B CBM
(a) —e=—
() —e—
(C)sanmen
(1) wswwss
" sevene : — VBM
Veg Ve Cdp Te Cdy Tegy
a” SR

Figure 13.2 (online colour at: www.pss-b.com) Single-particle defect levels for the tetrahedrally
coordinated neutral intrinsic defects in CdTe. The solid (open) dots indicate the state is occupied
(unoccupied).
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atom (e.g., Cdre) or by a vacancy Vg and Vr., defect states are created from the host
valence (v) band states that move upward in energy. The defect states consist of a low-
lying singlet a} state and a high-lying threefold-degenerate #) state. Depending on the
potential, both a4 and t} can be above the VBM. These states are occupied by the
nominal valence electrons of the defect plus the valence electrons contributed
from the neighboring atoms (e.g., in CdTe, six electrons if the defect is surrounded
by four Te atoms or two electrons if it is surrounded by four Cd atoms). For example,
for charge-neutral Vg, the defect center has a total of 0 + 6 =6 electrons. Two of
them will occupy the a! state and the remaining four will occupy the #; states just
above the VBM, so Vg4 is an acceptor. On the other hand, if a low-valence atom is
replaced by a high-valence atom (e.g., Tecq), or if a dopant goes to an interstitial site
(e.g., Cd; and Te;), the a} and #, are pulled down and will remain inside the valence
band. Instead, the defect states a§ and t; are created from the host conduction band
states that move down in energy. Depending on the potential, both the a{ and #; states
can be in the gap. For example, for charge-neutral Tecy, 6 + 6 =12 electrons are
associated with this defect center. Eight of them will occupy the bonding a} and ¢}
states, two will occupy the af state, and the remaining two will occupy the #§ state.
Since the partially occupied t§ state is close to the CBM, Tecyq is also a donor. For the
interstitial defect, Cd; has two electrons that will fully occupy the af state and is thus
expected to be a donor. The Te; defect center has six electrons. Two will occupy the a{
state and the remaining four will occupy the 5 states. Since the partially occupied
states are closer to the VBM, Te; is expected to be a deep acceptor.

13.4
Origins of Doping Difficulty and the Doping Limit Rule

In general, there are three main factors that could cause the doping limit in
a semiconductor material [10, 14, 19, 22, 23]: (i) the desirable dopants have limited
solubility; (ii) the desirable dopants have sufficient solubility, but they produce deep
levels, which are not ionized at working temperatures; and (iii) there is spontaneous
formation of compensating defects. The first factor depends highly on the selected
dopants and growth conditions. The second factor only depends on the selected
dopants. Thus, these two factors can sometimes be suppressed by carefully selecting
appropriate dopants and controlling the growth conditions. The third factor is an
intrinsic problem for semiconductors; thus, it is the most difficult problem to
overcome, especially for WBG semiconductors. This is because the formation energy
of charged compensating defects depends linearly on the position of the Fermi level,
Er [see Eq. (13.1)]. When a semiconductor is doped, the Fermi level shifts, which can
lead to spontaneous formation of the compensating charged defects. For example,
when a semiconductor is doped p-type, Er moves close to the VBM. In this case, the
formation energy of the charged donor defects decreases because they will donate
their electrons into the Fermi reservoir (Figure 13.3). In WBG semiconductors with
low VBM, the formation energy decrease of donor defects can be so large that at some
Fermi energy Er = epin(P) the formation energy of certain donor defect becomes zero,
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the Fermi energy position. The p-type

i.e., it can form spontaneously, so further shift of the Fermi energy is not possible.
Moreover, low VBM also leads to high ionization energy. Therefore, a semiconductor
with low VBM is difficult to be doped p-type. The trend for n-type doping is similar, i.e.,
a semiconductor with high CBM is difficult to be doped n-type. This doping limit rule
explains why a semiconductor with large band gap usually cannot be doped one type
or even both types under equilibrium thermodynamic growth conditions. It also
provides a general guideline about whether a material can be doped p- or n-type if we
know the band alignment between different compounds. For example, Figure 13.4
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Figure 13.4 (online colour at: www.pss-b.com) Band alignment and n- and p-type pinning energy
of 1I-VI and I-11I-VI semiconductors (Ref. [10]).
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shows the calculated band alignment for II-VI and I-I1I-VI semiconductors [10]. We
see that ZnO has very low CBM and VBM, so it can be easily doped n-type, but not
p-type. On the other hand, ZnTe with high VBM energy can be easily doped p-type,
but not n-type. For I-II1I-VI compounds, CulnSe, can be doped both p- and n-type,
but for CuGaSe,, n-type doping will be difficult.

Based on the above understanding, we will search for corresponding solutions to
overcome the doping limit. We will focus on the following approaches: (i) increase
defect solubility by “defeating” bulk defect thermodynamics using non-equilibrium
growth methods such as extending the achievable chemical potential through
molecular doping or raising the host energy using surfactant; (ii) reduce defect
ionization energy level by designing shallow dopants or dopant complexes; and (iii)
reduce defect compensation and ionization level by modifying the host band
structure near the band edges. As examples, we will discuss doping in some
representative WBG semiconductors such as n-type doping in ZnTe and diamond
and p-type doping in ZnO. The principles discussed here are general and are
applicable to other WBG semiconductors.

13.5
Approaches to Overcome the Doping Limit

13.5.1
Optimization of Chemical Potentials

13.5.1.1 Chemical Potential of Host Elements

As Eq. (13.1) indicates, the formation energy of a defect, which determines the
solubility of dopants, depends sensitively on the atomic chemical potentials of both
the host elements and the dopants [14, 19]. Thus, optimization of the growth
conditions and dopant source is critical to enhance the doping ability. So far,
computational results and analysis have focused on the dependence of formation
energies on host-element chemical potentials [27, 31]. For example, N substituting O
(No) is expected to be a p-type dopant for ZnO. The formation energy of No depends
on the chemical potentials of Zn, O, and N. Under thermal equilibrium growth
conditions, there are some thermodynamic limits on the achievable values of the
chemical potentials. First, to avoid precipitation of the elemental dopant and host
elements, the chemical potentials are limited by

Uz < W(Znmetal) =0, (13.7)
Ho < (O, gas) =0, (13.8)
My < (N2 gas) =0. (13.9)

Second, [z, and g are limited to the value of maintaining ZnO. Therefore,

Uz, + U = AHf(ZnO). (13.10)
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Figure 13.5 The achievable chemical potential region for N doped ZnO under equilibrium growth
condition.

Here, AH{ZnO) is the formation energy of bulk ZnO. The calculated value is
about —3.5 eV. Finally, to avoid the formation of the Zn3;N, secondary phase, iy is also
limited by

3ugy + 22Uy < AHe(ZnsN,). (13.11)

The calculated formation energy of Zn3;N, is about —1.2 eV. Using the equations
above, the achievable chemical potential region is shown in Figure 13.5.

Figure 13.6 shows the calculated formation energies of charge neutral defects as
a function of the O chemical potential. Here, uy is derived from N, gas. Itis seen that
the formation energy of N is lower at the O-poor condition, but higher at the O-rich

AHfeV)

-2
J-poor Uy O-rich

Figure 13.6 (online colour at: www.pss-b.com) Calculated formation energies of charge-neutral
defects as a function of O chemical potential. The dashed line indicates the growth condition at
which (left region) Zn;N, will precipitate.
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condition. Thus, to enhance the solubility of N, ZnO films should be synthesized at
O-poor conditions. It should be noted that the formation energies of other intrinsic
defects also depend on the growth conditions. At O-poor conditions, the formation
energies for “acceptor-killer” defects, such as Zn interstitials (Zn;) and O vacancies
(Vo), are decreased. Thus, there is an intrinsic problem for enhancing the p-type
doping using N as the dopant. In Section 13.5.4, we will discuss how this dilemma
may be eliminated by selecting appropriate dopants.

The left region of the dashed line indicates the growth condition at which Zn;N,
will precipitate under equilibrium growth. This indicates that the O chemical
potential should not go into this region so as to avoid the precipitation of Zn;N,.
Thus, the precipitation of a secondary phase can limit the solubility of dopants. To
overcome this, it has been shown that the precipitation of a secondary phase can be
suppressed through epitaxial growth [32]. For example, the calculated thermody-
namic solubility of N in bulk GaAs is only [N] < 10"*cm™* at T=650°C due to the
formation of a fully relaxed, secondary GaN phase. However, single-phase epitaxial
films grown at T=400-650 °C with [N] as high as ~10% have been reported. Zhang
and Wei [32] found that if coherent surface strain is considered, the formation of
the secondary GaN phase could be suppressed during epitaxial growth. As a result,
the solubility of N can be enhanced significantly. A similar approach could be used to
avoid forming Zn;N, in ZnO:N.

Avoiding the formation of secondary phase can also lead to some unexpected
consequences. For example, substituting Zn by Al for n-type doping in ZnO,
the formation energy of Aly, depends on (Uz, — Uaj), thus one may expect that the
formation energy of Alz, should reach minimum under Zn-poor condition. How-
ever, to avoid the formation of Al,03, we need to satisfy the following condition:

2py + 30 < AHf(ALO3). (13.12)
Combine Egs. (13.10) and (13.12), we have

(g —ny) 2 Ho T 2AFERO) = AHHELO,), (1313)

That is, in the achievable chemical potential region, Alz, has the lowest formation
under O-poor or Zn-rich condition.

13.5.1.2 Chemical Potential of Dopant Sources

Although the dependence of doping efficiency on the host element’s chemical
potential has been studied extensively, the dependence of doping efficiency on
dopant chemical potential has not attracted much attention because normally there
are no significant alternative dopant sources. However, for the case of N doping of
ZnO (or other oxides), there is a unique and unusual opportunity. There are at least
four different gases, namely N,, NO, NO,, and N,O that can be used as the dopant
source. If these molecules arrive intact at the growing surface, their chemical
potentials will determine the doping efficiency. We found that the N solubility can
be enhanced significantly when metastable NO or NO, gases are used as the dopant
sources [15]. A key feature that underlies our idea of doping with NO or NO, is that
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these molecules can supply single N atoms by breaking only the weak N-O bonds,
whereas one has to break the strong N-N bonds to obtain desirable single-N defects
when N, and N,O are used. For example, when the NO, N,0, or NO, molecules arrive
intact at the growing surface, the formation energy of a charge-neutral No, defect is
given by

AH¢(No, 0) = E(Np, 0) — E(host) + 2ug — tyo (13.14)
or
_ Un,0
AH;(No, 0) = E(No, 0) — E(host) + 1.5u — > (13.15)
AHr(No, 0) = E(No, 0) — E(host) +3ug — Liyo,- (13.16)

Our calculated formation energy is about 0.9, 0.2, and —0.2 eV for NO, N,0, and NO,
molecules, respectively. The NO and NO, molecules may simply be supplied as such
or they may be produced by a reaction in the gas phase. For example, NO molecules
can be created by N,O < NO + N. In this case, o = uN,O — iy Figure 13.7 shows
the calculated formation energy of charge-neutral N for four different gases. The
difference between N,/N,O and NO/NO, is very clear, i.e., the use of NO/NO, leads
to significantly reduced formation energies for No because it does not entail any
energy to break the N—N bonds. The negative formation energies of N at Zn-rich
conditions indicate that NO or NO, molecules can be incorporated spontaneously to
form N defects, if these molecules are intact before they are incorporated into ZnO.

However, in practical growth conditions, to avoid the precipitation of the secondary
phases such as Zn;N,, besides satisfying

Uo + Uy = Uyo for NO gas as dopant, (13.17)
2u5 + Uy = Uyo, for NO, gas as dopant, (13.18)
Uo + 2y = Uy,o for N;O gas as dopant, (13.19)

we also need to satisfy Eqs. (13.10) and (13.11), which set a low limit for the achievable
O chemical potential. In Figure 13.7, the left, middle, and right dashed vertical lines
indicate the low limits for O chemical potentials for N,O, NO, and NO, molecules,
respectively.

13.5.2
H-Assisted Doping

As we discussed above, the solubility of both the dopants and compensating defects
depend sensitively on the position of the Fermi level. If we can control the Fermi level
at a desirable position, then we may enhance the solubility of dopants and suppress
the formation of compensating defects. Electron or hole injection could be a method
to control the position of the Fermi level during film growth. Another popular
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Figure 13.7  (online colour at: www.pss-b.com) Calculated formation energy of charge-neutral
No with four different dopant sources: N, N,O, NO, and NO,. The left, middle, and right dashed lines
indicate the low limits for achievable O chemical potentials for N,O, NO, and NO, molecule doping.

approach is passivating the dopants by H atoms. For example, in Mg-doped GaN, the
introduction of H can prevent such a shift. As a result, the concentration of Mg can
be enhanced [34]. After film growth, H can be annealed out to achieve p-type
conductivity.

For N-doping in ZnO (also other oxides), the co-existence of H can, in addition to
preventing the Fermi level shift, directly passivate N dopants, forming a molecular NH
complex on O site [(NH)o]. The binding energy for (NH)o is 2.9eV. The (NH)o
complexes electronically mimic O atoms and cause smaller lattice distortion than No,.
Thus, the concentration of (NH) in ZnO can be much higher than N [14]. Figure 13.8
shows the calculated formation energy for (NH)o as a function of O chemical potential.
For comparison, the formation energies of No and some hole-killer defects are also
shown. Itis seen that the formation energy of (NH),, is lower than any other defects in
the O-poor condition. In addition, the existence of H also pins the Fermi energy level,
so the formation of compensating defects enhanced by a shifted Fermi level is also
suppressed. Therefore, p-type doping could be achieved after subsequently driving out
the hydrogen atoms from the sample by thermal annealing.

13.5.3
Surfactant Enhanced Doping

To lower the defect formation energy, which is the total energy difference between the
final doped state and the initial state, we can either increase the initial dopant energy,
as discussed in the previous section, or increase the energy of the host. Recently, we
have shown that this can be done by introducing an appropriate surfactant during



13.5 Approaches to Overcome the Doping Limit

ﬂHj'(EV:‘

O-poor Mg O-rich

Figure 13.8 (online colour at: www.pss-b.com) Calculated formation energy of (NH)o in ZnO.

epitaxial growth [35]. The general concept for enhancing dopant solubility via
epitaxial surfactant growth is schematically described in Figure 13.9. It is known
experimentally that the surfactants in epitaxial growth float on the top surface of the
growth front. The enhancement of dopant solubility initiates in the sublayers below
the surface. For p-type doping, dopants introduce acceptor levels with holes near the
VBM of the host system. On the other hand the surfactants on the growth surface will
introduce surfactant levels. If the surfactant levels are higher in energy than the
acceptor levels and have electrons available, the surfactants will donate the electrons
to the acceptors and consequently leads to a Coulomb binding between the surfactant
and the dopant. Such charge transfer reduces the energy of the system and
consequently leads to effective reduction on the formation energy of dopant incor-
poration in the host. The formation energy reduction is large if the energy level
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p-type doping n-type doping

Figure 13.9 (online colour at: www.pss-b.com) Schematic plot of the mechanism of surfactant
enhanced doping during epitaxial growth.
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difference between the surfactant and acceptor levels is large. The same principle
holds for n-type doping, except that the charge transfer is from dopant level to empty
surfactant level. In this case, the positions of dopant levels are close to the CBM and
the surfactant levels must be lower in energy than the dopant levels. Thus, the key for
this concept is how to ensure that the surfactant levels are higher (lower) in energy
than the dopantlevels and there are indeed electrons (holes) in the surfactant levels in
p-type (n-type) doping. We have calculated the formation energy for substitutional
Agy, in the sublayer of ZnO (000 1) surface and found that the formation energy is
lowered by 2.3 eV with S as surfactant as compared to that without surfactant.

13.5.4
Appropriate Selection of Dopants

There are two general rules for choosing an appropriate dopant to produce shallow
defectlevels. First, an appropriate dopant should favor the growth conditions that will
suppress the formation of compensating defects. As we discussed in Section 13.2, the
solubility of dopants and concentration of intrinsic defects depend sensitively on the
growth conditions. It is highly desirable to have a growth condition that enhances
the dopant solubility and suppresses the formation of intrinsic compensating
defects. This may be achieved by identifying the compensating defects and choosing
suitable dopants. For example, the major defects that compensate acceptors in ZnO
are Zn; and V. Figure 13.6 shows that to suppress the formation of these hole-killer
defects, an O-rich growth condition is preferred. Of course, this condition is not
preferred for N incorporation. However, such a growth condition is preferred for
doping at cation sites.

Second, dopants at cation sites in compound semiconductors generally produce
shallower acceptor levels than dopants at anion sites. This is because for most
cation—anion compound semiconductors, the valance bands are derived mainly from
the anion atoms. Dopant substituting at cation site would, in general, cause smaller
perturbation than dopants at anion sites on the anion-derived valance band. Thus,
theoretical studies have found that Group-I elements such as Li and Na have low
acceptor levels, whereas Group-V elements such as N, P, As, and Sb have deep
acceptor levels in ZnO [33]. The large ionization energy for Group-Vacceptors in ZnO
can be understood as follows: The acceptor level, especially the shallow acceptor level,
has a wave-function character similar to that of the VBM state, which consists mostly
of anion p, and small amounts of cation p and cation d orbitals. Therefore, to have
a shallow acceptor level, the dopant should be as electronegative as possible, that s, it
should have low p orbital energy. For example, because the atomic p orbital energy
level of N is the lowest (Figure 13.10), i.e., most electronegative, among the Group-V
elements, N has been the preferred acceptor dopant for II-VI semiconductors
because it produces the lowest acceptor levels compared to the other Group-V
dopants. However, due to the low VBM of the oxides, the level of N in ZnO is
still relatively deep [19, 33] atabout 0.4 eV above the VBM, making acceptor ionization
difficult. The other Group-V elements are less electronegative than the N atom;
therefore, they have much larger ionization energy than Ng [33]. This explains why it
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Figure 13.10 (online colour at: www.pss-b.com) LDA-calculated valence p and d energy levels of
neutral atom to show the general chemical trends.

is difficult to achieve anion site shallow acceptors for the oxides. Recent experiments,
however, have demonstrated good p-type conductivity for As, as well as p-doped ZnO.
However, theoretical studies revealed that As impurities actually occupy Zn antisites,
forming Asz,, + 2V, complexes [36]. The real contribution to the p-type conduc-
tivity is from Vz,. The ionization energy is reduced due to the interaction between
V2, and Asz,,.

According to the above discussion, Group-la (Li, Na) and Group-Ib (Cu, Ag)
elements may be better choices for producing p-type ZnO. So far, only doping with
Group-la elements has been studied extensively. There are very few studies on doping
of ZnO with Group-Ib elements. However, very few p-type ZnO films have been
achieved using Group-Ia elements as dopant. Theoretical studies have revealed the
possible reasons for the difficulty. Substitutional Group-Ia elements (Li and Na) at Ty
sites are indeed shallow acceptors [33]. However, when the Fermi energy is close to
the VBM, Group-la elements prefer to occupy the interstitial sites in ZnO, which are
electron donors. As a result, Group-Ia elements fail to dope ZnO p-type. The reason
why Li and Na prefer the interstitial sites rather than substitutional sites is largely due
to the low ionization energies of the valence selectron and large size mismatch of ions
of the Group-Ia elements. Such mismatches are much less for Group-Ib elements.
Thus, Group-Ib elements may be better candidates than Group-Ia elements for p-type
ZnO doping. Therefore, we have studied the doping effect with Group-Ib elements in
ZnO.

Our electronic structure calculations have revealed that Cu, Ag, or Au occupying
a Zn site creates a single-acceptor state above the VBM of ZnO. Our calculated GGA
transition energies €(0/—) are at about 0.7, 0.4, and 0.5 eV above the VBM for Cuz,,,
Agz,, and Augy,, respectively [20]. These results indicate that (i) the acceptor level
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created by Agz,, is shallower than the acceptor levels created by Cu and Au and (i) the
transition energies for the substitutional Group-Ib elements are much deeper than
that of the substitutional Group-Ia elements. The reason for (ii) can be understood
as the following: The substitutional elements induced acceptor level is derived mostly
from the VBM state, which has the anion p and cation d characters. For Group-Ib
elements, their occupied d orbital energies are near the oxygen p level. Because both
the O, p and the Group-Ib d orbitals have the same t, symmetry in the tetrahedral
environment, there is strong p—d repulsion between the two levels, pushing the
acceptor levels higher. On the other hand, Group-Ia elements have no active valence d
orbitals, so their defect levels are shallower than the Group-Ib substitutional defects.
Among the three Group-Ib elements, Ag has the largest size and lowest atomic d
orbital energy, so the p—d repulsion is the weakest. This explains why Agy, has the
lowest transition energy level among the three Group-Ib elements.

As we discussed above, although the Group-Ia substitutional acceptor levels are
shallower, the Group-Ia elements prefer to occupy interstitial sites in p-type ZnO
samples, forming shallow donors. In this case, p-type ZnO cannot be realized due to
strong self-compensation. Thus, we have also calculated the formation energy of the
Group-Ib dopants at interstitial sites. Figure 13.11 shows the defect formation
energies as a function of the Fermi level calculated under the oxygen-rich condition
for Group-Ib elements at different sites. The solid dots indicate the transition energy
level positions for substitutional Cu, Ag, and Au. We find that the self-compensation
is very small with Group-Ib elements in ZnO. This is because Group-Ib elements do
not prefer to occupy the interstitial sites, even when the Fermi level is close to the
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Figure 13.11  (online colour at: www.pss-b.com) Calculated formation energies as a function of
Fermi level for Group-Ib elements in ZnO.
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VBM. Our calculations reveal that Group-Ib elements may be better candidates than
the Group-Ia elements for p-type doping of ZnO.

Our calculations revealed that the acceptor levels created by Group-Ib elements are
not very shallow. However, because the formation energies of the substitutional
Group-Ib elements in ZnO are very low at the O-rich conditions, a high concentration
of dopants can be easily achieved. At this growth condition, the compensation by
intrinsic donor defects can be effectively suppressed. Therefore, p-type doping
in ZnO could still be achieved with these elements, especially for Ag doping. It is
important to point out that the calculated (0/—) transition energy level for Agy, is
comparable to the calculated (0/—) transition energy for No, which is currently one of
the most favorable dopants for p-type doping in ZnO. For N doping, ZnO thin films
should be grown under an O-poor condition to incorporate N efficiently at O sites.
This growth condition also promotes the formation of hole-killer defects, such as O
vacancies and Zn and N interstitials. On the other hand, for incorporating Ag at Zn
sites, the growth should be done at an O-rich condition, which suppresses the
formation of major hole-killer defects. In addition, self-compensation can also be
avoided for Ag doping. Therefore, our results suggest that Ag may be a better dopant
than N for p-type doping in ZnO, especially when it is combined with passivating
donors to form defect complexes (see Section 13.5.5 below). Our conclusion is
supported by recent experiment results on p-type ZnO thin films with Ag and Cu
dopants [37].

13.5.5
Reduction of Transition Energy Levels

To reduce the acceptor transition energy level in ZnO, co-doping or cluster doping has
been proposed [38]. In conventional co-doping, two single acceptors (e.g., No) are
combined with a single donor (e.g., Gaz,) to form an acceptor defect complex. It is
expected that through donor-acceptor level repulsion, shallow acceptor levels can be
created. However, detailed theoretical analyses show that for direct-band gap semi-
conductors such as ZnO, the reduction of this type of conventional co-doping on the
ionization energy is rather small. This is because the donor and acceptor levels
usually have different symmetries and wave-function characters: the donor state has
the s-like g, character, whereas the acceptor has the p-like £, character. Furthermore,
in the case of two acceptors plus one donor (e.g., 2No + Gazy), because the two
acceptors are forced to be fcc (or hep in the wurtzite structure) nearest neighbors, the
acceptor—-acceptor level repulsion can even raise the ionization energy [23].

To avoid the problem discussed above, we have explored a different and novel idea
in which a fully occupied deep donor is used to attract a second partially occupied
donor to lower its ionization energy [16]. In particular, we studied a double donor
(either Si, Ge, or Sn on the Zn site) paired with a single donor (either F, Cl, Br, or I on
the Te site) in ZnTe. Different from the Coulomb binding that exists in charged
donor-acceptor complexes in the co-doping approach the binding between the two
donors results from the level repulsion between the two donor states (Figure 13.12).
The level repulsion significantly reduces the energy of the fully occupied lower level,
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Figure 13.12  (online colour at: www.pss-b.com) lllustration of the interaction between the single
donor and the double donor states associated with Bry. and Snz, in the formation of complexes
Brre—Shz, in ZnTe.

stabilizing the donor—donor pair, while it increases the energy of the partially
occupied upper level, thus reducing the ionization energy. Notice that because the
doubly occupied a,"-derived state is charge neutral, there is no Coulomb repulsion
between the two nominally donor impurities. Furthermore, because the two donor
states have the same symmetry and atomic character the level repulsion is very
efficient. For example, we find that the formation of a Bry—Sny, pair in ZnTe is
exothermic with a binding energy of 0.9 eV. Itlowers the electron ionization energy of
Brr. by a factor of more than three from 240 to 70 meV, resulting in an effective
shallow donor. Similar idea has also been proposed to enhance n-type doping in
diamond [17]. Recently Kim and Park [18] have also suggested that the same idea can
be applied to explain oxygen vacancy assisted n-type doping in ZnO by forming
Zn;—V paire to lower the formation energy and transition energy levels of Zn;
in ZnO.

We have also proposed two approaches to reduce the ionization energy in p-type
doping of ZnO [21]. The proposals are based on the following considerations: (i) as
discussed in the previous section, to lower the ionization level, one should find
a dopant with low valence p orbital energy (more electronegative), preferably at
the anion site. Because the wave function of the Vz,, has a large distribution on the
neighboring O atomic sites (Figure 13.13a), replacing one of the neighboring O
atoms by the more electronegative F (the F 2p level is 2.1 eV lower in energy than the
O 2plevel, see Figure 13.10) is expected to reduce the energy level of V,,. The binding
energy between the Fq single donor and the V,, double acceptor is also expected to be
large. Furthermore, this defect complex pair V,, + Fo contains only one acceptor, so
there will be no acceptor-acceptor repulsion to raise the ionization level; and (ii) we
notice that one of the reasons that the N defect level is deep in ZnO is because the
N 2p level strongly couples to the nearest-neighbor Zn 3d orbitals (Figure 13.13c),
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Figure 13.13 (online colour at: www.pss-b.com) Charge density plot of defect levels in ZnO:
(@) Vzn, (b) Vzn + Fo, (¢) No, and (d) No + 4Mgz,.

which both have t, symmetry in this tetrahedron environment. If we can replace the
Zn atom by an isovalent Mg atom that has a similar atomic size as Zn but no occupied
d orbital, the defect transition energy level of No + nMgz, should be lower than that
of Ng in ZnO. The effect should be most efficient for n=4, when the tetrahedral
environment around No is preserved and no level splitting occurs.

Figure 13.13b shows the charge density plot of the V,, + Fo defect level. When F
is introduced, it creates defect levels inside the valence band, removing one of the
oxygen dangling-bond contributions to the acceptor level and making the transition
energy lower. The calculated (0/—) transition energy level of Vz, + Fo is 0.16¢€V,
which is much smaller than the corresponding (—/2—) transition energy level of V,
at 0.34eV. It is also lower in energy than the (0/—) transition energy level of V, at
0.18eV. The calculated V7, + Fo binding energy is —2.3 eV, indicating that the
defect pair is very stable with respect to the isolated defects. This large binding energy
can be understood by noticing that to form the defect complex, Fo donates one of its
electrons to V,,, which results in a large Coulomb interaction between V and FJ .
Based on this study, we believe that adding a small amount of F in ZnO to form
aVz, + Fo defect pair is beneficial to p-type doping in ZnO. However, we also want
to point out that Fg itself is a donor, so too much F (more than the amount of Vz,,) in
the sample can over compensate the acceptors.

Figure 13.13d shows the defect level charge density of No + 4Mgz,,. Compared to
No + 4Znz,, we see that the cation d character is removed and the defect level is
more localized on the N atomic site. The calculated (0/—) transition energies are
0.29 eV for No + Mgz, and 0.23 eV for N + 4Mgz, eV, shallower than that for No.
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However, the calculated binding energy for No + Mgy, is positive at 0.3eV,
indicating that N does not like to bind with Mg in ZnO. This is because the N—Zn
bond is stronger than the N—Mg bond. Our calculations show that both N—Zn and
Mg—O bonds are shorter than the Zn—0 bond, but the N—Mg bond length is longer
than the Zn—O bond length. However, for ZnMgO alloys with relatively high Mg
concentrations, the opportunity to form No + nMgz,, is reasonably high due to the
entropy contribution. Furthermore, the VBM of the ZnMgO alloys is similar to that
of ZnO, because the wave function is more localized on the ZnO region. This may
explain why some ZnMgO alloys can be doped p-type [39]. Further lowering of the
acceptor transition energy level is expected if we replace Mg by Be, because the Be
2p orbital energy is much lower than the 3p orbital of Mg (Figure 13.10). Indeed, we
find that the (0/—) transition energy levels of No + Bez,, and No + 4Bey, are at0.22
and 0.12 eV, respectively.

Other successful co-doping schemes include the one demonstrated by
Limpijumnong et al. [36] who show that Asz,—2Vz,, in ZnO creates relatively shallow
acceptor levels. In this complex, the shallow acceptor level is realized because the two
Vzn acceptors are connected by the Asz, (or Pz,) antisite donor through a cation
sublattice; so the separation between the two Vz, is large and the level repulsion
between them is weak.

13.5.6
Universal Approaches Through Impurity-Band Doping

We recently proposed a universal approach to overcome the long-standing doping
polarity problem for WBG semiconductors [22]. The approach is to reduce the
ionization energies of dopants and the spontaneous compensation from intrinsic
defects by creating a passivated impurity band, which can be achieved by introducing
passivated donor-acceptor complexes or isovalent impurities. In this case, the
ionization energy is reduced by shifting the band edge through the impurity band,
which is higher than the VBM or lower than the CBM, rather than through the
shifting of defect energy levels. When the same element is used to create the impurity
band and as dopant, the ionization energy is always small. Furthermore, due to
a smaller Fermi level shift, charge compensation is also reduced. Our density-
functional theory calculations demonstrate that this approach provides excellent
explanations for the available experimental data of n-type doping of diamond and
p-type doping of ZnO, which could not be understood by previous theories. In
principle, this universal approach can be applied to any WBG semiconductors, and
therefore, it will open a broad vista for the use of these materials. Our concept agrees
well with the observation by Kalish et al. [40], who suggested that impurity bands
could play a role in co-doped diamond.

We first demonstrate our approach for n-type doping in diamond. It is known that
n-type doping of diamond is extremely difficult because the donor levels are usually
0.6eV or deeper below the CBM for most dopants such as N and P [41, 42]. Some
n-type diamonds have been reported by using N and P as dopants and the mechanism
has been studied theoretically. However, the most exciting n-type doping of diamond
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in the last few years is the co-doping of B with deuterium. It is reported that through
this co-doping, n-type diamond has been realized with an activation energy of about
0.2-0.3eV [3].

We now explain how and why our new concept can explain the experimental
results of n-type doping by deuteration of B-doped diamonds. It is reported that the
deuteration of B-doped diamond undergoes two clear steps: (i) the passivation of
B acceptors by deuterium and (ii) the excess deuterium doping that leads to the
formation of shallow donors. The experiments suggest strongly that (B, D) complexes
are responsible for the shallow donors; here, D indicates deuterium. In our
calculation, we use H for deuterium. Our calculation shows that the ionization
energy level for an isolated H in diamond is about 2.8 eV below the CBM, which is
consistent with the calculated results reported by others [43]. Isolated B + 2H
complexes in diamond have also been found theoretically to be deep donors [44].
Our calculations reveal that the passivated (B + H) complexes generate fully unoc-
cupied impurity bands, which lie about 1.0 eV below the host CBM. An isolated H
atom in diamond has two low-energy sites: bond center (C—H—C) or anti-bond
(C—C—H) sites. When B atoms are available in diamond, H atoms preferentially
bond to B atoms, because in their mutual presence, B atoms are negatively charged
and H atoms are positively charged. The energy of the bond-center configuration is
lower than the anti-bond configuration because an H™* ion prefers to sit at a high
electron-density site. Figure 13.14 shows the calculated total density of states (DOS)
for pure diamond host (green curve) and a supercell containing a (B + H) complex
(red curve), with the B-H-C configuration. It reveals clearly that the formation of
a passivated (B + H) complex does not change the basic electronic structure, but
only generates an unoccupied impurity band below the CBM. Our results, therefore,

30

25

20+

15

10

DOS (1/eV cell)

2
Energy

Figure 13.14 (online colour at: www.pss-b.com) Calculated DOS for pure diamond host (green
curve) and a supercell containing a (B + H) complex (red curve), with the B-H-C configuration.
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suggest that the first step of the deuteration of B-doped diamonds is to passivate the B
acceptors, and create the fully unoccupied impurity bands below the CBM.

When excess deuterium/H atoms are available after the first step, they will start
to dope the passivated system, i.e., they effectively dope the new host with the
unoccupied impurity band, rather than the original conduction band. Thus, in
calculating the ionization energy, the term &Ly, (host) in Eq. (13.4) should now be
replaced by the impurity-band minimum (IBM), ek, In other words, the transition
now occurs between the H defect levels and the unoccupied impurity bands, rather
than the original conduction bands. As a result, the transition energy can be reduced
dramatically.

For H doping in the (B + H)-passivated diamonds, the excess H atoms bind to
the (B + H) complexes, forming (H-B-H) triplets. For charge-neutral H atoms, the
lowest energy configuration is shown in Figure 13.15a, where the excess H is at the
B antibonding site. We call this configuration (H-B-H)-AB. When the excess H
atom is positively charged (q= +1), the fully relaxed structure is shown in
Figure 13.15b. We see in Figure 13.15b that the H ™ ion at the antibonding site
becomes energetically unstable, and it moves to a bond-center site with high
electron density to lower the Coulomb energy. This atomic displacement results
in significant bond rearrangements and a large energy lowering of the charged
defect (—1.8 eV), which leads to significant reduction of the ionization energy [see
Eq. (13.4)]. The calculated €(0/+) transition energy level is 0.3eV below the
unoccupied impurity-band edge. We also studied a metastable (H-B-H)-BC triplet
defect, where both H atoms are at the puckered B-C bond-center sites. The atomic
configurations for neutral and charged defect complexes are shown in Figure 13.15¢
and d, respectively. This configuration is about 0.6V higher in energy than the
(H-B-H)-AB complex due to strong H"-H ™ Coulomb repulsion; but the calcu-
lated transition energy level is 0.2eV, which is 0.1eV lower than that for the
(H-B-H)-AB complex due to less crystal-field splitting.

The calculated transition energies agree very well with the experimentally mea-
sured ionization energies, suggesting that the second step of deuteration of B-doped
diamond is to effectively dope the (B + H) impurity bands. This new concept,
therefore, explains why (B, H) co-doping can create shallow donors in diamonds.
It should be noted that to form the impurity bands and have reasonable transport
properties, a critical concentration threshold is needed. Furthermore, the edge of the
impurity band depends on the concentration of B atoms. The higher B concentration
results in a more-broadened (B + H) impurity band. Consequently, the ionization
energy will be reduced. This explains another experimental observation, i.e.,
diamonds with a higher B concentration exhibit shallower donor levels.

Our approach can also be applied to explain p-type doping of ZnO. As discussed
above, p-type doping of ZnO is difficult. However, Ga and N co-doping has produced
good p-type ZnO [8, 9]. The doping mechanism is not well understood. Most reliable
theoretical calculations predicted that the ionization energy for N acceptors in ZnO is
about 0.4 + 0.1 eV above the VBM [21, 33, 42]. But the experimentally measured N
acceptor ionization energy in p-type ZnO is much shallower, only 0.1-0.2 eV above
the VBM [6, 7]. The conventional co-doping concept cannot explain the discrepancy
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Figure 13.15 (online colour at: www.pss-b atoms. (a) Neutral state for complex
.com) Relaxed structures for B + 2H complexes ~ (H-B-H)-AB, (b) + 1 charged state for
in diamond with charge-neutral and + 1 complex (H-B-H)-AB, (c) neutral state

charged states. The blue balls are C atoms. The  for complex (H-B-H)-BC, and (d) + 1
red balls are B atoms. The green balls are H charged state for complex (H-B-H)-BC.

because the calculated ionization level of an isolated Ga + 2N impurity is still deep, at
about 0.4 eV.

Here, we show that to successfully use Ga and N co-doping to obtain p-type ZnO,
the first step is to form passivated stoichiometric (Ga 4+ N) complexes, and create
a fully occupied impurity band above the VBM of ZnO. Ga and N bind together
strongly in ZnO because they passivate each other. Figure 13.16 shows the calculated
total DOS for pure ZnO host (blue curve) and a system containing a (Ga + N)
complex (red curve). It reveals clearly that the formation of a passivated (Ga + N)
complex does not change the basic electronic structure, but only generates an
additional fully occupied band above the VBM. When excess N atoms are available,
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Figure13.16  (online colour at: www.pss-b.com) Calculated DOS for pure ZnO (green curve) and a
supercell containing a (Ga, N) complex.

they will dope the passivated system. The transition will occur between the N defect
levels and the fully occupied impurity bands, rather than the original valence bands.
Thus, the term ¢}, (host) in Eq. (13.3) should now be replaced by the impurity-band
maximum, elgy,.

Previous calculations suggested that for the Ga + 2N complexes, the first N
occupies the first nearest-neighboring O site of the Ga, which occupies a Zn site [34].
The second N occupies the second nearest-neighboring O site. This N atom does not
bind directly to the Ga atom. We call this configuration (N-Ga—N)-A. However, our
calculations reveal that the excess N atoms bind to the (Ga + N) sites, forming

Figure 13.17  (online colour at: www.pss-b.com) Relaxed structures for (a) configuration A and (b)
configuration B.
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a (N-Ga-N)-B complex with both N atoms occupying the first nearest-neighboring O
sites of the Ga atom. The relaxed structures for A and B configurations are shown in
Figure 13.17a and b, respectively. The B configuration is about 0.5 eV lower in energy
than the A configuration. We have calculated the acceptor ionization energies for both
configurations, considering effective doping of the passivated (Ga + N) impurity
bands. The calculated ionization energies are 0.2 and 0.1 eV for configurations A and
B, respectively. Our results, therefore, are able to explain the puzzling experimentally
measured ionization energies for N acceptors. Again, we want to point out that to
form (Ga 4+ N) impurity bands and have reasonable transport properties, critical Ga
and N concentrations are needed. The transition energy is also expected to be reduced
in the ZnO with higher Ga concentration.

With our approach, we are able to explain experimentally observed B and H co-
doped n-type diamonds and Ga and N co-doped p-type ZnO, which could not be
understood by previous theories. The physical principle behind this new concept is
clear; that is, we can first create a fully passivated impurity band and then dope the
impurity band. This approach can be applied, in principle, to any WBG semicon-
ductors to overcome the doping polarity problems found in these materials. It should
be pointed out that to be successful, the concentration of the defects inducing the
impurity band must exceed a certain percolation limit, so that reasonable transport
properties can be achieved. The small band gap reduction caused by forming an
impurity band can also be easily adjusted by alloying with other elements. For
example, adding a small amount of Mg or Be in ZnO can easily open the band gap
without changing the doping property [45, 46].

13.6
Summary

We have reviewed three main origins for the doping limit in WBG semiconductors,
i.e., (i) low dopant solubility; (ii) deep ionization energy levels; and (iii) spontaneous
formation of compensating defects. We have also proposed solutions to overcome the
doping bottlenecks, which include (i) increase defect solubility by defeating bulk
defect thermodynamics using non-equilibrium growth methods such as extending
the achievable chemical potential through molecular doping or rasing the host energy
using surfactant; (ii) reduce defect ionization energy level by designing shallow
dopants or dopant complexes; and (iii) reduce defect compensation and ionization
level by modifying the host band structure near the band edges. The issues related to
the defect calculations are discussed. We believed that the band gap correction is an
important issue in computational defect physics and more studies are needed.
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Electrostatic Interactions between Charged Defects in Supercells
Christoph Freysoldt, Jorg Neugebauer, and Chris G. Van de Walle

14.1
Introduction

Theoretical calculations have revolutionized our understanding of the doping
behavior in semiconductor materials for electronic and optoelectronic devices
[1, 2]. The advent of density-functional theory (DFT), and, more recently, ab initio
approaches beyond it such as many-body perturbation theory in the GW approxi-
mation [3] or quantum Monte-Carlo methods [4], has enabled us to study the
microscopic details of point defects with almost no a priori assumptions. These
calculations complement experiment in various ways: they not only help to interpret
experimental findings and link them to an atomistic model of the relevant defects, but
also provide additional data such as formation energies, geometric structures, or the
character of the wavefunctions that cannot be obtained with present-day experimen-
tal methods.

The work-horse of these calculations has been DFT with local or semilocal
functionals [1, 2]. The defect is usually modeled in a supercell, consisting of the
defect surrounded by a few dozen to a few 100 atoms of the host material, which is
then repeated periodically throughout space. This allows to employ the highly
efficient and thoroughly tested computer codes developed for periodic solids [5].
Recent advances in the theoretical framework tend to maintain the supercell models
for the same reason [3, 4]. However, it must be kept in mind that the use of supercells
implies that the isolated defect is replaced by a periodic array of defects. Such a
periodic array contains unrealistically large defect concentrations, resulting in
artificial interactions between the defects that cannot be neglected. These interac-
tions include overlap of the wavefunctions, elastic interactions, and — in the case of
charged defects — electrostatic interaction. The focus of this contribution are the
electrostatic interactions which typically dominate.

Alarge variety of approaches to control electrostatic artifacts exists in the literature,
as has been reviewed recently by Nieminen [6]. Our aim is not to compare the
different approaches, but to work out explicitly all assumptions that are made to
estimate defect—defect interactions. This allows — at least in principle — to verify each

Advanced Calculations for Defects in Materials: Electronic Structure Methods, First Edition.
Edited by Audrius Alkauskas, Peter Dedk, Jérg Neugebauer, Alfredo Pasquarello, and Chris G. Van de Walle.
© 2011 Wiley-VCH Verlag GmbH & Co. KGaA. Published 2011 by Wiley-VCH Verlag GmbH & Co. KGaA.
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of them for any defect or material under consideration, thereby greatly enhancing the
reliability of the method.

Supercell calculations for formally charged systems must always include a
compensating background charge, since the electrostatic energy of a system with
a net charge in the unit cell diverges [7, 8]. It is most common to include a
homogeneous background, which is equivalent to setting the average electrostatic
potential to zero. By increasing the supercell lattice constant L, the isolated defect
limit can be recovered in principle for L — oo. Nevertheless, the defect energy
converges only slowly with respect to L. The origin of this effect lies in the unphysical
electrostatic interaction of the defect with its periodic images and the background,
decaying asymptotically as ¢*/L, where g is the defect charge [7, 8]. Its magnitude can
be estimated from the Madelung energy of an array of point-charges with neutral-
izing background [7]. Makov and Payne [8] proved for isolated ions that the
quadrupole moment of the charge distribution gives rise to a further term scaling
like L 3. For realistic defects in condensed systems, however, such corrections, scaled
by the macroscopic dielectric constant & to account for screening, do not always
improve the convergence [9-11]. Therefore, the prefactors have often been regarded
as parameters to be obtained from fitting a series of supercell calculations [6, 9-12].
Unfortunately, such “scaling laws” require large supercells and may include higher
order L™" terms with not well defined physical significance. While it is relatively
straightforward to determine the most slowly decaying terms of the relevant inter-
actions (which give the leading terms in a 1/L expansion), higher-order terms can
have a variety of functional forms. Focussing on electrostatic interactions only,
contributions beyond the 1/L asymptotic limit arise from finite overlap of the defect
charge densities (which have an asymptotically exponential decay), details of the
microscopic screening (which decay faster than 1/I7, but exhibit oscillatory behav-
ior), non-linear effects, and higher-order moments of the charge distributions. They
can however not be separated from the remaining wavefunction overlap errors
(asymptotic exponential decay) and the cell-shape variations usually present in
“scaling law” approaches to increase the number of available supercells. Represent-
ing all these contributions by one L™" term (or a few of them) is clearly a very strong
reduction of the underlying complexity and and removes any physical meaning from
the L™" prefactor even if individual contributions exhibit such an asymptotic limit.
The loss of significance is apparent already for the L™" term in the standard scaling
law approach: the fitted prefactor usually deviates from the predictions of macro-
scopic electrostatic theory, which — atleast in the limit of sufficiently large supercells —
is the physically correct limit for any localized defect.

Recently, a modified version of the Makov—Payne corrections has been proposed by
Lany and Zunger [13, 14]. The approach has been employed very successful in
practice. A potential drawback is that the approach proposed in Ref. 14 does not always
recover the asymptotic 1/ Llimit of Makov—Payne theory. Significant efforts have been
undertaken to assess the applicability of the existing correction schemes, but no clear
picture regarding applicability and limitations has emerged so far [9-11, 15, 16].

As an alternative to the homogeneous-background approaches, several authors
suggested to modify the computation of the electrostatic potential in the DFT
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calculation itself to remove the unwanted and unphysical interactions [17-20]. These
approaches can also be regarded as the introduction of a neutralizing surface charge
at the boundary of the supercell instead of the homogeneous background when the
potential is calculated. Complications arise if the boundary cuts through the material,
since the material will try to screen away the electric-field discontinuities.

Recently, we have proposed a scheme that accounts for the electrostatic screening
of the defect right from the beginning. A major advantage is that all approximations
are well defined and easily verified by the actual calculations. The aim of this paper is
to provide a careful discussion of the underlying assumptions, provide examples how
the approach can be used in practice, and analyze its performance with respect to
supercell size convergence. The aim is not to give a detailed overview over all the
alternative approaches, since this would go well beyond the scope of the present
paper. A recent overview on alternatives can be found in Ref. [6].

The remainder of this chapter is organized as follows. In Section 14.2, electro-
statics and screening in real materials is discussed. We will then summarize in
Section 14.2.1 the key steps to derive an explicit and exact expression for the
electrostatic artifacts in the supercell approach and discuss tractable approximations
that yield a parameter-free correction scheme for these artifacts. Results for two
model point defects that have been used already by other groups to study supercell
size convergence, namely the Ga vacancy in GaAs and the vacancy in diamond will be
discussed in Section 14.3.

14.2
Electrostatics in Real Materials

When a localized charge q(r) (total charge g) is introduced into condensed matter, it
attracts a screening charge of opposite sign that reduces its long-range potential to
where r is the distance from the localized charge." It immediately follows that the
amount of the screening charge is (1—1)q. For a finite system, the total charge g is
conserved, but the screening charge is expelled to the surface. In an infinite system,
on the other hand, the screening charge is almost homogeneously taken from the
host material, modulated only by the underlying atomic structure. It is worthwhile to
note that in the idealized case of an isolated charge in an infinite covalently bound
semiconductor, the total screening charge inside any finite distance is non-zero, or in
other words the screening process does not conserve charge in any finite region. This
surprising result is a direct consequence of the quantum-mechanical, truly non-local
nature of screening in condensed matter [21, 22]. In an ideal ionic material with
separated polarizable ions, the screening is effectuated by induced dipoles. Even
though the charge on each ion is conserved, there is a net flow of charge along the
radial axis. For large distances, the spherically averaged charge distribution, which is
relevant for the distance-dependence of screening, approaches the one of an ideal

1) Inthe following, we will define the center of the charge such that the dipole moment of (q(r)—gd(r))
becomes zero.
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homogeneous (jellium-like) semiconductor. The reason is that no matter how well
the ions are separated in three-dimensional space, since the radial spacing between
the ionic shells becomes arbitrarily small with increasing distance, they will neces-
sarily overlap when projected onto the radial coordinate.

In a periodic array of defects the screening charge is taken from the supercell. In
consequence, the average electron density far from the defect is shifted from its bulk
value by q(zél) where Q denotes the volume of the supercell. This effect is indeed
visible in defect calculations in the framework of DFT. We illustrate the difference in
the defect charge before and after screening in Figure 14.1 for the vacancy in diamond
in the 2 — charge state. The unscreened charge density

q(r) = 2|py(r)[* (14.1)

results from filling the sixfold degenerate defect state ¢, with two additional
electrons. It is clearly localized. The screened charge density is obtained from the
change in the self-consistent charge density with respect to the neutral state, and
includes all screening effects. It is completely delocalized and indeed approaches the
homogeneous limit % far from the defect.

In order to understand the quantum-mechanical nature of screening in a real
material in more detail, it is illuminative to decompose the supercell error in the
defect formation energy into the energy terms of the underlying electronic-structure
calculation such as Hartree energy, kinetic energy, exchange—correlation energy, etc.
We report such an analysis in Appendix A for a model system that avoids the
electronic-structure complications of real defects. It reveals that the electrostatic effects
are not restricted to the energy contributions formally associated with electrostatics, but are
distributed to all parts of the total energy due to self-consistency. Recovering the
electrostatic energy from the self-consistent electron density employing density-
based expressions for electrostatic interactions might therefore be very difficult if not
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Figure 14.1  (online color at: www.pss-b.com)  located at z=0 with a periodic image at
Comparison of defect charges before and after  z=13.3 bohr. The limit of a homogeneously
screening (see text) for the 2— vacancy in distributed screening charge is indicated by the
diamond in a 64-atom supercell. The defect is  black dash-dotted line.
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even impossible. We therefore provide in the following a rigorous and computa-
tionally highly efficient scheme that is based on a recently developed approach [23].

14.2.1
Potential-based Formulation of Electrostatics

In view of the aforementioned difficulties when working with the electron density, it
turns out to be advantageous to express electrostatic interactions in terms of the
unscreened charge density g(r) and the electrostatic potential V(r). To be more
specific, let us consider the interaction of a single defect q(r) with one of its periodic
images qg(r) = q(r—R). Figure 14.2 depicts this situation graphically. The electro-
static interaction is given by

E= Jd3rq(r)V[qR] (r). (14.2)

Here, V[gg] is the potential due to the presence of the charge gg including all the
screening effects. At a sufficient distance from the defect center, the potential
approaches its macroscopic value of 1/er. At which length scale the macroscopic
behavior is reached, depends on the localization of the charge and the characteristic
screening length of the material under consideration. The potential is further
modulated by the effects of microscopic screening (local field effects), in particular
due to the underlying atomic structure. However, for the electrostatic energy
according to Eq. (14.2) the microscopic details tend to average out. The same is
true for the details of the charge distribution if the potential is sufficiently smooth.
Note that the modulation amplitude decays faster than 1/r. The potential therefore
becomes smoother as the distance is increased. The electrostatic energy due to the
unphysical interaction of the defect charge with its periodic image can then be
estimated to good accuracy from a simplified model of the charge density and the
long-range potential V'". The key advantage of this view on electrostatic interactions is
that reasonable approximations to the charge distribution and the long-range

Figure 14.2  (online color at: www.pss-b.com)  true potential (black solid line) of the image

Potential-based formulation of defect—defect includes local-field effects (wiggles). The major
interactions (schematically). Dashed lines part of the interaction can be captured by
indicate the unscreened defect density of a simplified models (thin red lines).

defect (left) and its periodic image (right). The
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potential are easily found. Moreover, the electrostatic potential is a byproduct of a DFT
calculation and therefore available at no additional computational cost.
Neglecting the influence of microscopic screening, which typically takes place ata
length scale of a few bond lengths, the long-range potential is given by
model (,/
Vlr(r) _ Jd3l’q (r)

, 143
elr—r| (14.3)

It remains to choose an appropriate model charge density g™, For strongly
localized defects, a point charge or a Gaussian with a small width (=1 bohr) is for
most cases a reasonable choice. For very delocalized states, a more advanced model is
needed and will be discussed in Section 14.3.2.

In addition to the interaction of the defect with its periodic images, also the
interaction with the homogeneous background must be taken into account. For this,
the potential-based expressions for the electrostatic energy are ideally suited. There is
no need to introduce approximations here since the homogeneous background
density and the defect-induced potential are known exactly. However, the defect
images and the background cannot be considered separately as the individual energy
contributions would diverge. Instead, we will separate all interactions into a long-
range part, that is treated at the model level, and a remaining short-range part. The
corresponding expressions will be derived in the following.

14.2.2
Derivation of the Correction Scheme

In this section, tractable expressions are derived for the electrostatic interactions
introduced by the supercell approximation. The key idea is to exploit that long-range
interactions can be captured with a simplified model as described in Section 14.2.1,
and correct for the short-range interactions beyond this in a consistent way.

We start from the defect-induced potential

V = yels (charged defect)— yels (reference). (14.4)

Here, V' denotes the DFT electrostatic potential, i.e., the sum of the external (ionic)
local potential and the Hartree potential. The scheme can of course be applied to any
other electronic-structure method that provides the electrostatic potential. We will
start with the neutral defect as reference and discuss the transition to the bulk
reference below.

V can be formally split into a long-range and short-range part, i.e.,

V=V (14.5)

which implicitly defines V*" from V and V*". The long-range potential V" is obtained
from the model charge density ™ via Eq. (14.3). If g™ is well chosen and the
supercellislarge enough, V*" decays to zero within the supercell. In this case, the short-
range energy of the defect charge does not differ between the isolated defect and the
periodic array of defects. For strongly localized defects, a Gaussian model charge is
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usually sufficientto ensurea fastdecay of V*". However, the periodicarrayalsoincludes
a neutralizing background n = — q/Q, with a short-range interaction energy

Jd3rnv5f(;~) — g %Jd%wf(n} , (14.6)

between the background and the defect.
The long-range potential for the periodic array (including the background) is
obtained from the Fourier transform of Eq. (14.3) as

47t qmodel ( G)

~1Ir
Gr V" (0) = 0. (14.7)

V(G #0) =

Note that the homogeneous background does not induce local-field effects; its only

role is to cancel the divergence of the G=0 term [23]. The long-range interaction

energy can then be estimated from the screened lattice energy (Madelung energy) of

the model charge [23]. For spherical charge densities, it can be easily computed in
reciprocal space via

Geut

mem@ﬁ (148)
0

G|<Gewt mode
P e e ) S

2
eQ & |G| 143

Elat [ qmodel}

where G runs over the reciprocal lattice vectors. The first term in Eq. (14.8) is the
energy of the periodic array in its own potential, with a prefactor of 1 to account for
double counting. The second term removes the electrostatic interaction energy of the
model charge with itself, that is contained in the first term.

With these ingredients, the formation energy of a charged defect in a supercell can
be expressed as [23]

B = B + AB*(g) + E™(g™%)—qa, (149)

where E{ denotes the formation energy of the neutral defect in the same supercell and
AE®°(q) the difference in formation energy between an isolated charged defect and
the neutral one. The alignment-like term

1

A
Q

J Prve(r) (14.10)
is obtained from the short-range potential

VS = VeI (charged) — v (neutral)— VA Vv, (14.11)

where the alignment constant AV is chosen such that V*" decays to zero in between
the defects [23]. We demonstrate the alignment in Figure 14.3 for the Ga 3 — vacancy
in GaAs referenced to the bulk potential (the change of reference from the neutral
defect to the bulk is discussed below). For this, the potentials were averaged over the
xy plane and plotted as a function of z. The defect-induced potential shows a parabolic
shape in between the two defects [23]. This shape is well reproduced by the long-range
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Figure14.3  (online color at: www.pss-b.com) Potentials (see text, averaged alongx, y) fora V&, ina
3 X 3 x 3 cubic GaAs supercell. The defect is located at z=0bohr with a periodic image at
z=31.38 bohr.

model, in this case a 1 bohr wide Gaussian. The difference between the two reaches a
plateau at C = —AV = 0.03eV. The appearance of the plateau clearly demonstrates
thatthe model has correctly reproduced the long-range tail of the defect potential. Any
remaining curvature (apart from the unavoidable modulation due to the underlying
atomic structure and/or the screening response) would indicate that the long-range
modeling should be improved, e.g., by choosing a model charge that is derived from
the actual defect wave function. It should be emphasized that the main approxima-
tion in the scheme lies in the neglect of the details of microscopic screening and their
coupling to the details of the actual unscreened charge distribution beyond g™ for
the long-range interactions. These neglected details are by definition castinto V*". The
validity of the central approximation can therefore be easily controlled and checked by
verifying that V*' is well behaved.

We now proceed to replacing the neutral defect reference by the bulk, which
constitutes the reference of interest in most practical applications. As shown in
Appendix B, the potential alignment constant AV and the energy alignment constant
A are related via

A=AV. (14.12)

For the neutral defect reference discussed up to now, this can be seen as follows:
the inclusion of the homogeneous background in the Hartree energy by setting
V(G = 0) to zero implies that the average potential does not change between the
neutral and the charged defect. Likewise, the average V" vanishes in this alignment
convention. Eq. (14.12) then immediately follows from Eq. (14.11). Equation (14.12)
remains valid if the neutral defect reference is replaced by another one, notably the
bulk, even if the average alignment changes. The reason is that the alignment of the
potentials reflects the dependence of the total energy (and derived quantities) when
the formal charge is changed. In contrast to the original formulation [23], where it was
incorrectly stated that Eq. (14.10) was to be used for any reference potential, using
Eq. (14.12) for the alignment guarantees full internal consistency as outlined
in Appendix B.



14.2 Electrostatics in Real Materials
The formation energy of an isolated defect with charge g then becomes
E}S" = EP™(defect + bulk)— EPFT (bulk) — B [gmo%]]
+aAV =Y ngu +q(EF™ €M), (14.13)

where we also included the reference chemical potentials for the chemical species s
added (ns > 0) or removed (ns < 0) to form the defect. E"™ is the Fermi energy
relative to the valence band maximum (vbm), and £"°™ is the valence band maximum

as obtained from the bulk reference calculation.

14.2.3
Dielectric Constants

The long-range modeling requires the dielectric constant € of the material at hand. To
be consistent with the theoretical framework, the dielectric constant must be
computed. This can be done by perturbation theory [24, 25], or by a direct
approach [22, 26]. The direct approach is straightforward to apply. For this purpose,
a sawtooth potential V**¥ is applied to an elongated cell [22, 26], typicallya 1l x 1 x 6
supercell of the simple-cubic bulk cell. The change in the effective potential AVSCF
then also shows a sawtooth-like shape, however reduced by the dielectric constant,
see Figure 14.4. By comparing the slope of the applied and effective potentials
between the turning points, the dielectric constant can be determined as

oVs™ oz

The direct approach has the advantage to provide immediate insight into the
linearity and the screening length of the perturbation applied. It yields very accurate
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Figure 14.4 (online color at: www.pss-b.com) Determination of the dielectric constant of GaAs.
Applying a (smoothened) sawtooth potential V*** (blue) to the material induces a change AVSF in

the self-consistent potential (red). The dielectric constant is given by a\g% EAX;CF ~ 12.7.
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results (only 1-2% scatter between different cells and different amplitudes) if the
following points are observed: (i) The total height of the sawtooth potential must not
exceed the bandgap to avoid a dielectric breakdown, i.e., transfer of valence electrons
from near the top of the potential to conduction band states near the bottom of the
potential. (ii) The sawtooth potential must be adapted to the symmetry of the system.
In particular, turning points should lie on symmetry planes to avoid the induction of
additional dipoles at the turning points. If this is not observed, the rising and falling
parts of the sawtooth potential may yield different apparent dielectric constants (even
negative ones). (iii) The induced potential fluctuations are very soft modes. There-
fore, the convergence criteria for the self-consistent field calculations must be very
tight to yield accurate results. A helpful check is to compare the dielectric constants of
the rising and falling parts of the potential. (iv) The induced potentials are modulated
by the underlying atomic structure. In order to average out the modulations (also
known as local-field effects), the slopes must be determined over full periods of these
modulations. We also note from Figure 14.4 that there are deviations from the
macroscopic screening behavior close to the turning points which extend over a range
of ay/2. The deviations reflect the finite screening length, and must of course be
excluded from the slope fitting.

If ionic relaxations are taken into account for the defect calculation, the
dielectric constant employed for the correction scheme must also reflect ionic
screening. In the sawtooth approach, this implies that ionic relaxation must be
included [27].

14.3
Practical Examples

In the following, we discuss the application and performance of the correction
scheme for two representative examples. Specifically, we will consider the Ga vacancy
in GaAs as a deep, well localized defect, and the carbon vacancy as a shallow, rather
delocalized defect state to test and discuss the limits of the corrections. The
calculations were performed in the framework of DFT in the local-density approx-
imation, employing plane waves and normconserving pseudopotentials as imple-
mented in the SPHInX code [28]. A plane-wave cutoff of 20 Ry for GaAs and 40 Ry for
Cwas found to yield sufficient accuracy. In order to disentangle the electrostatic from
strain effects, the ions were not relaxed. The supercell artifacts due to wavefunction
overlap, on the other hand, cannot be avoided, but were minimized by a constant
occupation scheme [2].

14.3.1
Ga Vacancy in GaAs

The first example is the Ga vacancy in GaAs. It shows a deep level in the band gap
that supports — in its unrelaxed geometry — charge states between 0 and 3—. The
corrections are obtained from a 1 bohr wide Gaussian model charge. The calculated
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formation energies for the four charge states are displayed in Figure 14.5 for a series
of supercells. The uncorrected formation energies show a strong dependence on the
supercell size. Since electrostatic interactions scale with ¢?, it is most prominent for
the g=— 3 case shown in Figure 14.5a. This dependence is largely removed by
including the correction energies according to Eq. (14.13). The remaining scatter in
the data is ~0.1 eV, see Figure 14.5b. It does not scale with the charge state and is
present even in the neutral state. This suggests that other than electrostatic effects
are responsible. Since strain effects have been excluded by not considering ionic
relaxation, it is probably caused by the overlap of the wavefunctions and the
resulting Pauli repulsion. Clearly, corrections aiming at electrostatic interactions
cannot and should not capture such effects.
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Figure14.5 (online color at: www.pss-b.com) Formation energies of the Ga vacancy for a variety of
supercells. The Fermi energy is set to the valence band maximum. (a) Comparison of uncorrected
and corrected value for g = — 3. (b) Corrected values for g=0...-3.
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Figure 14.6 (online color at: www.pss-b.com)  states averaged over the Brillouin zone and the
Localization analysis of the carbon vacancy. three defect bands (solid lines). (b) Comparison
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14.3.2

Vacancy in Diamond

The second example is the vacancy in diamond. This defect has been used previously
to study finite-size effects in supercells by Shim et al. [10]. The authors found that the
2— charge state is easily corrected by a Makov-Payne-like scheme, while the 2 +
charge state shows a completely different behavior. This discrepancy was tentatively
attributed to a qualitatively different screening for the two cases [10]. Such defect-
induced changes in the electrostatic screening, however, are expected to converge
proportional to the inverse volume of the supercell if the defect can be regarded as an
impurity with a changed polarizability compared to the host material.

When the correction scheme of Section 14.2.2 is applied to the 2+ case, the
alignment procedure immediately indicates problems to reproduce the long-range
potential, see Figure 14.6b. The “short-range” potential shows a significant over-
correction when a Gaussian charge model is employed. In order to derive an
improved charge model, let us analyze the defect states. In the long-distance limit,
every defect state shows an exponential decay behavior with increasing distance of the
defect center. Indeed, as shown in Figure 14.6a, the shape of the 2 4+ and 2— defect
states of the diamond vacancy reveals a significant contribution of this exponential
tail to the overall wavefunction. While the states show a close match near the defect
center, the exponential decay differs significantly for the two states. This can be
attributed to the position of the levels in the band gap. The 2— Kohn—Sham level is
located around midgap (cf. Figure 14.7, the Kohn—Sham level lies half-way between
the —/2— and 2—/3— transition levels of the corresponding supercell). The state thus
decays very quickly. The 2 + level is close to the valence band, and the associated state
then starts to hybridize with the valence band states, leading to a delocalization that is
sizeable and cannot be neglected even at the boundaries of the supercell.
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Figure 14.7 (online color at: www.pss-b.com) Charge transition levels for the unrelaxed vacancy in
diamond as obtained from different supercells (size of 64, 216, 512 atoms) without correction
compared to the corrected ones (00).

To take the exponential tail into account, the defect charge can be modeled by the
radial ansatz

q(r) = qxN,e ™" + q(1—x)Nge /%", (14.15)

Np and N, denote the normalization constants for the exponential and the Gaussian,
respectively. The decay constant y and the tail weight x is obtained by fitting the
wavefunctions of the 4 x 4 x 4 (512 atom) cell. The exact value of 3 turns out to be
relatively unimportant as long as the Gaussian stays localized; here, a value of 2 bohr
was used. To ensure that this ansatz can be generally applied, we used it for all charge
states, even though a Gaussian-only model works reasonably well for the more
localized mid-gap states 1 > q > —2. Interestingly, all states have essentially the
same tail weight (x = 54-60%). The decay constants, on the other hand, sensitively
depend on the energetic distance to the valence or conduction band edge. They are
listed in Table 14.1 along with the uncorrected and corrected values for cubic
supercells of 64, 216, and 512 atoms. It is apparent that the exponential-tail model
can be equally applied to all charge states. The supercell corrections reduce the errors
in the calculated formation energies from up to 7 eV (4—, 64 atoms) to ~0.1 eV. The
charge transition levels derived from the supercells without the corrections as well as
from the extrapolated values for the isolated defect are visualized in Figure 14.7. It is
noteworthy that the corrections push the transition levels to high charge states into
the valence band (2 + /+) and the conduction band (2—/3— and 3—/4—), respec-
tively. The occurence of high charge states thus turns out to be an artifact of the small
supercells. This tendency to push the charged levels away from the neutral one is a
general feature of supercell corrections whenever the Madelung term dominates.
The examples shown here illustrate the importance of supercell corrections for
predicting the correct position of defect levels, sometimes even qualitatively. The
charge correction scheme presented here is able to remove the dominating electro-
static artifacts from finite-size supercell calculations. In combination with the
constant-occupation scheme, the agreement between different supercells is typically
on the order of 0.1 eV, and thus considerably smaller than the errors that arise from
the DFT framework employed. We therefore expect that major improvements over
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Table 14.1 Formation energies of a vacancy in diamond for N x N x N supercells in different
charge states g with and without supercell corrections. Column 2 lists the defect states’ decay
constants y (see text). The Fermi energy is set to the valence band maximum.

q Y uncorrected corrected

N=2 N=3 N=4 N=2 N=3 N=4
2+ 2.41 6.65 6.49 6.63 7.69 7.45 7.44
+ 2.06 7.26 7.11 7.17 7.43 7.33 7.37
0 1.85 8.26 8.23 8.28 8.26 8.23 8.28
- 1.77 9.75 10.00 10.16 10.40 10.38 10.44
2— 1.81 11.78 12.51 12.92 13.93 13.91 13.95
3— 2.03 14.35 15.74 16.50 18.77 18.73 18.74
4— 2.56 17.40 19.55 20.64 24.55 24.54 24.41

the present state-of-the-art in defect calculations will come from the application of
advanced electronic-structure methods in the supercell approach.

14.4
Conclusions

In this paper, we have presented an analysis of supercell artifacts in charged point
defect calculations arising from electrostatic interactions. For the electrostatics in real
materials, an exact, potential-based formulation overcomes the limitation of previous
correction schemes that rely on a priori simplifications such as the restriction to
macroscopic screening and point-like charge densities. A new correction scheme
emerges from this analysis. The scheme itself requires no empirical parameters or
fitting procedures, and requires only a single supercell calculation. It employs certain
simplifications to model the long-range interaction, but in contrast to other
approaches, the validity of these approximations can be verified immediately by
visually inspecting the short-range potential. If needed, the underlying charge model
can be refined in a straightforward manner. It should be emphasized that the
correction scheme does notrely on DFT, but can be applied to any electronic-structure
theory that provides the electrostatic potential. We believe that this approach may help
to reduce the errors induced by approximate correction schemes and thus extend the
applicability of advanced methods to charged defects, even if the supercells that can be
afforded with these methods introduce significant electrostatic interactions.
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Appendix

(A) Energy Decomposition of Electrostatic Artifacts in DFT

In order to understand the screening behavior in more detail, let us consider a model
system that avoids the electronic-structure complications of real defects. For this
purpose, a Gaussian charge is placed in an interstitial site in GaAs. (As anti-bonding,
tetrahedrally surrounded by As.) A charge of —1 ensures that this model charge repels
the surrounding electrons, preventing the formation of any localized electronic
bounding states. We then calculated the self-consistent total energy within DFT in 22
different supercells using norm-conserving, non-local pseudopotentials. The calcu-
lated defect formation energy

Eq = Eyot(defect)— Ey (bulk) (14.16)

depends on the supercell. Figure 14.8 shows a decomposition of how the error in the
formation energy is related to the various contributions to the Kohn—-Sham func-
tional. For this, we plot the change in each energy contribution with respect to the
corresponding bulk as a function of the error of the defect formation energy with
respect to the isolated case, i.e., the supercell error. We note that positive supercell
errors occur for elongated cells, negative for cubic supercells. The energy of
the isolated case was obtained with the defect correction scheme described in
Section 14.2.2. If a single energy contribution were responsible for the supercell
error, it would appear as a straight line of slope m = 1. It becomes apparent that the
energy contributions vary non-linearly with the supercell error. The electrostatic part
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Figure 14.8  (online color at: www.pss-b.com)  (xc). The supercell error corresponds to the sum

Decomposition of the defect formation energy
into the various energy contributions to the
Kohn-Sham functional for different supercells:
kinetic (kin), Hartree + long-range
pseudopotential (elstat), short-range local
pseudopotential (loc pp), non-local
pseudopotential (nl pp), exchange—correlation

of all contributions (red line), shifted by the
isolated defect limit. The solid curves are
polynomial fits to highlight the trends. Perfect
correlation between an energy contribution and
the supercell error corresponds to a line of slope
m=1.

255



256

14 Electrostatic Interactions between Charged Defects in Supercells

of the Kohn—-Sham functional can be identified with the sum of Hartree and local
pseudopotential contributions. This sum varies almost linearly with the supercell,
but with a slope of only m = 0.8. In other words, the electrostatic part of the functional
accounts for only 80% of the electrostatic supercell error. This highlights that the
electrostatic effects are not restricted to the energy contributions formally associated with
electrostatics, but are distributed to all parts of the total energy due to self-consistency.

(B) Alignment Issues in Supercell Calculations

Depending on the computer code implementation at hand, the treatment of the local
pseudopotential may influence the potential alignment and thus the total energy for
charged systems. It is common practice to split off the long-range part of the
pseudopotential by subtracting the potential of a compensation charge (e.g., a
Gaussian), adding the compensation charge to the charge density used for the
Hartree energy, and correcting for the added self-energy of the compensation
charges [29]. The remaining short-range pseudopotential may now be used for the
electron density only [29] (which is also the case for the SPHInX pseudopotential
code [28] employed for the examples in Section 14.3) or for the neutral “Hartree
density” including the compensation charges, with a corresponding correction term
for each atom [30]. In the latter case, one may alter the alignment of the periodic
superposition of the short-range potentials, and in particular set its average to zero
and thus include the neutralizing background. Only in this alignment convention,
the energy of a charged system becomes independent of the choice of the compen-
sation charge. Otherwise the potential shift acting on the electrons is only compen-
sated in part by the self-energy of the compensation charges.

In this general case, A must be determined as follows. The alignment convention
of setting the average of the periodic Hartree potential to zero is the consistent way to
include a neutralizing background in the Hartree energy. For the neutral reference, A
then becomes identical to AV: the Hartree alignment convention implies that the
average potential does not change between the neutral and charged defect (the
pseudopotentlals and compensation charges are the same in both cases). Likewise,
the average V" vanishes in this alignment convention. The identity A = AV
(Eq. (14.12)) then immediately follows from Eq. (14.11). Using Eq. (14.12), we may
now replace the neutral defect reference by any other, notably the bulk, even if the
alignment changes. The crucial point is that the alignment is not changed arbitrarily,
but consistent with the total-energy expressions and quantities derived from it. For
instance, a change in the bulk alignment by an amount A will change AV by + A,
which compensates the shift in the valence band energy "™ = 62% (fbm is the
occupation number of the valence band maximum) appearing in Eq. (14.13) by
gee"™m A = — A, On the other hand, a shift of B in the defect potential (due to altered
compensation charges) will change AV by — B, but also the total energy of the charged
defect calculation by gB.

Moreover, Eq. (14.12) as the general definition of A allows for changing the V"
alignment convention defined by Eq. (14.7). In Eq. (14.7), the G =0 component was
set to zero, consistent with excluding the G = 0 component in Eq. (14.8). This choice
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corresponds to including the interaction of the model charge with the compensating
background in the lattice energy. The lattice energies of non-overlapping charge
densities therefore depend on the actual shape of the charge distribution. This is
compensated for by a corresponding change in the depth of the short-range potential
according to Eq. (14.11), and thus the —gA term in Eq. (14.9). An alternative is to
modify the definition of the Madelung energy [Eq. (14.8)] and the associated potential
[Eq. (14.7)] consistently. Using the analytic limit

Vo = (l;iino V(G) = ZFnazq%:j(g) g:07 (14.17)
for the alignment convention, the modified definitions are

VE(G = 0) := V), (14.18)

E™ .= E™[Eq.(15.8)] +qV,. (14.19)

The lattice energy of Eq. (14.19) is corrected for the interaction with the back-
ground density and coincides with the lattice energy of an array of point charges
(provided that the model charges do not overlap in the periodic array). Using
Egs. (14.18) and (14.19) instead of Egs. (14.7) and (14.8) removes the shape
dependence of the individual contributions (lattice energy and alignment term) to
the defect energy correction in the non-overlapping case. The realignment nicely
highlights the need for a consistent treatment of energies and potentials in this
context, but is not needed in the practical approach.
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15
Formation Energies of Point Defects at Finite Temperatures
Blazej Grabowski, Tilmann Hickel, and Jérg Neugebauer

15.1
Introduction

A crucial quantity for the ab initio study of point defects is the defect formation
free energy F(V,T) as a function of volume V and temperature T. The dominant
contribution to Ff is due to the zero temperature formation energy Ef(V)=
Ff(V, T=0K), which can be calculated at a relatively low computational cost. The
calculation of higher order contributions such as quasiharmonic excitations (= non-
interacting harmonic vibrations + effect of thermal expansion; Section 15.2.2.3) and
anharmonic excitations (=interacting vibrations; Section 15.2.2.4) significantly
increases the required computational resources. Since these effects are also expected
to yield only a comparatively small contribution to F' they are typically neglected.
Indeed, it is expected that their influence on defect properties in semiconducting
materials is far smaller than the inaccuracies resulting from the band gap problem.
Thus, the majority of defect studies in semiconductors (see Ref. [1] for a recent
review) are based on Ef with only a few exceptions [2, 3].

The situation is likely to change in the near future. Recent progress in the
development of new exchange-correlation functionals [4, 5] and methods going
beyond density functional theory (DFT) [6, 7] allows for a highly accurate prediction of
band structures. At present, such calculations are computationally too expensive to be
routinely applicable to total energy calculations of defects. However, the steady
progress in methodological development and hardware components will soon close
this gap. Then, the determination of the above mentioned higher order contributions
will become critical.

For metals which do not suffer from the band gap problem, the situation is
different. The highly efficient screening in metallic materials removes a large part of
the self-interaction error which is mainly responsible for the band gap problem in
semiconductors. As a consequence, significantly more accurate defect formation
energies are obtained even with common local or semi-local exchange-correlation
functionals such as the local density approximation (LDA) or the generalized gradient
approximation (GGA). Thus, in order to reach the next accuracy level in defect
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Table 15.1 Representative ab initio studies of  planewaves with projector augmented waves; V:
point defect calculations in unary metals for the  rescaled volume approach; P: constant pressure

specific case of vacancies. The abbreviations approach; volOpt: volume optimized approach

are: 3d/4d/5d: respective transition elements;  (Section 15.2.1.1); F': defect formation free

xc: exchange-correlation functional; LDA: local  energy; Ef: (T =0K) contribution to Ff; el/gh/

density approximation; GGA: generalized ah: electronic/quasiharmonic/anharmonic

gradient approximation; PWps: planewaves contribution to Ff; 1s: first shell (around the

with pseudopotentials; FP-LMTO: full potential ~ defect) contribution to the dynamical matrix;

linearized muffin tin orbitals; PW-PAW: emp: empirical potential approach.

year  ref. elements methodology contributions to F¥
xc potential strain E° el gh ah

1989 [8] Al LDA PWps 1% X

1991 [9] Li LDA PWps v x

1993 [10] ALCu,AgRh LDA FP-LMTO \4 X

1995 [11] 3d,4d,5d LDA FP-LMTO \4 X

1997 [12] Al LDA PWps P x

1998 [13] W LDA PWps P x

1999 [14] Ta LDA PWps P x

2000 [15] Al LDA/GGA PWps P X x's  xmP

2003 [16] Al LDA/GGA  PWps P X xls xemP

2009 [17] Fe GGA PW-PAW v x X

2009 [18] Al LDA/GGA PWps/PW-PAW volOpt/P x x x X

calculations, the inclusion of finite temperature contributions to Ff is already now of
importance. Indeed, a review of the related literature clearly reveals such efforts
(Table 15.1): starting in the late 1980s with the seminal work by Gillan [8], DFT-based
studies of point defects were limited to the T= 0K contribution Ef. This situation
persisted roughly until the beginning of the new century, when studies [13, 14] of
the electronic contribution to F' — of crucial importance for some metallic materi-
als [19] — appeared. In 2000 and 2003, Carling et al. [15, 16] provided a first ab initio
based assessment of the quasiharmonic contribution to the vacancy of aluminum. To
make such a study feasible at that time, the authors had to restrict the dynamics of the
system to the first shell around the vacancy, i.e., to the atomic shell which experiences
the largest effect as compared to the perfect bulk. An ab initio based evaluation of
the anharmonic contribution was computationally prohibitive at that time, which
made it necessary to resort to empirical potentials. Major methodological improve-
ments and the boost in computer power provide now the opportunity to study all
relevant free energy contributions of defect formation in a rigorous ab initio manner
(cf- Table 15.1).

In the present paper, we review the methodology required to compute defect
concentrations from ab initio including the electronic, quasiharmonic, and anhar-
monic contributions to the formation free energy (Section 15.2.2). For their correct
evaluation and interpretation it is important to correctly treat the strain induced by
the periodic array of defects in a supercell approach, since an improper treatment
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may lead to errors of the same order of magnitude. We therefore review first the
possible strategies and available correction schemes (Section 15.2.1). We then
present results demonstrating the quality and performance of the methods (Sec-
tion 15.3). The focus will be on point defects in aluminum since this material system
can be produced with high chemical purity and crystalline quality, thus providing
accurate experimental data as needed for a critical comparison. On the theoretical
side, a good performance of available exchange-correlation functionals can be
expected due to the free electron character of Al. All these aspects render aluminum
to be a particularly attractive system for evaluating the performance of ab initio
simulations of point defects. Indeed, as shown in Table 15.1 most theoretical studies
focused on this system.

15.2
Methodology

15.2.1
Analysis of Approaches to Correct for the Spurious Elastic Interaction
in a Supercell Approach

In the literature, two major approaches have been proposed and employed to correct
for the artificial strain fields in a supercell approach arising from a collective interplay
of all periodic images: (i) the rescaled volume and (ii) the constant pressure approach.
Within the rescaled volume approach [8], the volume of the supercell containing the
defect is rescaled such as to account for the volume of the missing atom. In contrast,
within the constant pressure approach [12], the volume of the defect supercell is
adjusted such as to correspond to the same pressure as is acting on the perfect bulk
supercell (commonly zero pressure is assumed). In the limit of asymptotically large
supercell sizes both approaches will converge to the same result. For realistic finite
sized ab initio supercells the two approaches give different results. It is commonly
accepted that the constant pressure method is superior to (more accurate than) the
rescaled volume one. This is due to the fact that the latter imposes additional
constraints on the system while the constant pressure approach allows the system
to relax along all degrees of freedom including the shape of the supercell. A
disadvantage of the constant pressure approach is that additional relaxations are
needed, which significantly increase computational effort. This fact is illustrated in
Table 15.1: early calculations of defect properties, when computer power was severely
limited, were solely based on the rescaled volume approach. Only at the end of the
1990s one was able to achieve the next level of accuracy and employ the constant
pressure approach. For the accurate calculation of finite temperature contributions to
the defect formation energy employing the more accurate constant pressure
approach is mandatory. Recently a more general approach, the volume optimized
scheme, was proposed [18]. It takes higher order terms in the concentration
dependence of F into account thus going beyond the constant pressure treatment.
A consequence is that the formation free energy becomes concentration dependent.
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Approximating to first order in the defect concentration, the constant pressure
approach is obtained. Performing an additional approximation in the volume of
defect formation, the rescaled volume approach can be derived. The relation and
hierarchy between these approaches is discussed in the following.

15.2.1.1 The Volume Optimized Aapproach to Point Defect Properties

The central quantity, which contains all thermodynamic information about the
system such as e.g., the defect concentration, is the free energy surface
F(RQ, T; N, n) of a macroscopic crystal. In general, it depends on the crystal volume
Q (we reserve the symbol V for the atomic volume introduced below), temperature T,
the number of atoms N, and the number of defects n. For the following discussion, we
consider a large fictitious supercell (Born—von Karman cell) representing this
macroscopic crystal (Figure 15.1).

The term fictitious refers to the fact that an actual calculation of this supercell is not
feasible (and as will be discussed not necessary). The basic assumption is that the
presence of defects leads to two kinds of effects: (i) strong distortions of the atoms
close to the defect away from their ideal perfect bulk positions and (ii) long ranged
volumetric distortions affecting only the lattice constant. Around each defect, a
cell/box is constructed which we call defect cell. The defect cell needs to be large
enough to cover the first kind of effect but not necessarily the second kind since this
will be accounted for by the volume optimization introduced below. The defect cell
contains N¢ atoms, has a volume Q¢ and a free energy F¢ = F4(Q¢, T; N9).
According to this construction, the crystal outside the defect cells can be described

F(Q,T-Nn)
" gr\nes d ~d d
~ ~ F(Q",T;:N")
©)
[ O > O
0]
FYQ-nQ', T:N-nN*
QP NP
1 I
| i
Figure 15.1 Schematic illustration of the containing N¢ atoms, exactly one defect, and
concept to compute the free energy having the free energy F4(Q¢, T; N%). The dark-
F(Q,T;N,n) of a macroscopic crystal with gray shaded region represents the perfect crystal

defects. The larger box represents a supercell of  without defects, with volume QP = Q-—nQd,
volume Q at temperature T containing N atoms NP = N—nN¢ atoms, and free energy

and n defects. A light-gray shaded box with FP(QP,T; NP). The dashed lines indicate

a white circle represents a cell of volume Q¢, periodic boundary conditions.
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by a perfect crystal with volume QP = Q—nQ9, NP = N—nN? atoms, and free energy
FP = FP(QP T; NP). The free energy of the fictitious supercell is then given by

F(Q,T;N,n,Q% N%) = FP(QP, T; NP) + nF(Q*, T; N%) ++ F°" (T, N, n),
(15.1)

where we have also explicitly indicated the dependence of F on the volume of the
defect cell Q¢ and the number of atoms in the defect cell N4. These dependencies
and their treatment will be discussed in the following. Further in Eq. (15.1), F<™ is
the configurational free energy of the defects in the dilute limit. It is approximated
using Stirling’s formula by [20] F°" ~ —kp T[n—nIn(n/N)], with the Boltzmann
constant kg. The volume optimized approach [18] is based on the key observation
that in equilibrium the total free energy F is minimal with respect to changes in the
volume of the defect cell,

oF/oQ¢ = 0, (15.2)

so that the volume of the perfect crystal and of the defect cells will adjust self
consistently, i.e., until the optimum volume for both is achieved when minimizing F.
The actual result of the minimization procedure will depend on the free energy
volume curves of the perfect crystal and of the defect cell.

Equation (15.1) can be further transformed. The free energy of the perfect crystal
FP scales with the number of atoms due to its extensivity property,

FP(QP, T; NP)/NP = FP(VP T;1)

_ d
. FP(VP,T):FP(V €2 ,T), (15.3)
1—cNd

with

QR V—cQd

yp ot Y Tee
NP 1—¢Nd’

(15.4)

where we have defined the volume per atom V = Q/N and the concentration of
defects ¢ = n/N. Using this property to rewrite Eq. (15.1) yields

F(Q,T;N,n, Q% N)/N = (1—cNY)FP(VP, T)

+cFY(Q4, T; NY) 4 Ff (T, ¢) =: F(V, T; ¢, Q4, NY), (15.5)

where the configurational free energy depends now on the concentration as
Forf (T, ¢) = —ckg T(1—Inc). Equation (15.5) is independent of N and defines the
free energy per atom F(V, T; ¢, Q4, N4) of the full supercell consisting of the perfect
crystal and the defect cells. Now, a formation free energy Ff can be defined, which
turns out to be concentration dependent

F{(V, T;¢,Q4, NY) = F4(Q4, T; N4)—NIFP(VP, T), (15.6)
and thus:
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F(V,T;c, Q% N%) = FP(VP, T) +cF (V, T; ¢, Q4 N4) + FO (T ¢).  (15.7)

Applying next the equilibrium condition with respect to the defect
concentration, 0F/dc = 0, to Eq. (15.7) yields an equation for the equilibrium defect
concentration ¢*?

vE pp

_ eq _ gf st d Ny -
kBTh’lC F (Va T;c 79 7N) ceANd—1’

(15.8)
where the volume of defect formation vf = Q4—N?4V and the pressure inside the
perfect bulk PP = —0FP/0VP have been defined. It is straightforward to show that
the latter equals the external pressure P = —0F/0V:

_ OF 4 OFP OVP  OF?
P=—py= (N o= - = PP, (15.9)
Further, it follows from Eq. (15.2) that

ai =(1—-c d)aﬂﬁJﬁ@
0Qd ave Qd 0Qd

o (15.10)

—c — - ) =¢(—Pi4 PP =
C(agd @VP) (=P +P) =0,

with P4 = —9F4/0Q¢ the pressure inside the defect cell. Hence, the equilibrium
defect cell volume Q%4 is obtained when the pressure inside the defect cells equals
the pressure inside the perfect cell which, according to Eq. (15.9), equals the external
pressure, i.e., P4 = PP = P,

Using Q49 and Eqgs. (15.8, 15.9), Eq. (15.7) can be transformed to the final
expression for the free energy of a crystal at (atomic) volume Vand temperature Tand
with an equilibrium concentration of thermally excited defects:

F(V,T) = F(V,T;c*, Q% N9)

d, f
P V—cQ ,eq’ capfp T, (15.11)
1—ceaNd ceaNd—1

The parameter N¢ is determined by the specific supercell used for the
defect calculation and has to be checked for convergence. Note that Eq. (15.8)
[and thus Eq. (15.11)] cannot be solved for ¢*? in closed form due to the dependence
of Ff on c. The actual equilibrium defect concentration must be thus solved self
consistently.

15.2.1.2 Derivation of the Constant Pressure and Rescaled Volume Approach
Employing well defined approximations, the constant pressure and rescaled volume
approaches can be easily derived from the volume optimized approach. Let us first
show the relation to the constant pressure approach. We therefore Taylor expand Fin
Eq. (15.5) as a function of ¢ around ¢=0:
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F(V,T) = FP(V,T) + c[F{(Q4, T; N )= NUFP(V, T) 4 Pvf] + F (T, ¢) 4+ O(c?),
(15.12)

where Eq. (15.9) has been used. Retaining only the terms linear in ¢, the expression
for the free energy within the constant pressure approach is obtained [21]:

F(V,T) ~ FP(V,T) + F(T, ¢) + ¢ [F4(QY, T; NY)—NUFP(V, T) + Pvf] .

=Ff, formation free energy at const. pressure.

(15.13)

The term in the square brackets defines the defect formation free energy at constant
pressure, since Q¢ needs to be chosen such as to satisfy the pressure equality,
Eq. (15.10). The term correctly includes the enthalpic Pv' contribution. This
contribution has been intensively discussed over many years in literature: in their
textbook, Varotsos and Alexopoulos [21] stress that it has been frequently ignored in
point defect studies. For a correct description at nonzero pressure it needs however
to be included. Based on the above derivation, we can straightforwardly analyze the
necessity of this contribution. It naturally arises from the Taylor expansion in
Eq. (15.12) and needs to be taken into account since it is part of the first order
term. Physically, the Pvf term reflects the fact that the work needed to form a defect
depends on the pressure and likewise on the volume changes it induces. Equa-
tion (15.13) can be simplified in a standard way [21] by using the defect equilibrium
condition 0F/0c = 0 to yield F(V,T) =~ FP(V, T)—kgTc*4(V, T), with the equilibri-
um defect concentration ¢®d(V, T) = exp[—F5(V, T)/ (kg T)].

The rescaled volume approach can be easily derived from Eq. (15.12). We therefore
note that F4(QY T;N9) is the zeroth order term of a Taylor expansion of

F4Q4 +vf, T; N9) in the volume of defect formation vf around v = 0:
FANYV, T;NY) = F4(QI+f, T; NY) (15.14)
= FY(Q%, T; N9) + Pf + O([v']?). '

In the above equation the first equality follows from the definition of the volume of
defect formation. Further, —0F4/0Q? = P due to Egs. (15.9) and (15.10) has been
used. Approximating to first order in vf, rearranging with respect to F4(Q4, T; N9),
and plugging into Eq. (15.13) yields:

F(V,T) ~ FP(V,T) + F¥(T,c) +¢ [F4(NIV, T; N)=NUFP(V, T))

=Ff,, formation free energy at rescaled volume.

(15.15)

The quantity in square brackets is the formation free energy of the rescaled volume
approach [8]. To make this even more apparent, the extensivity property of FP can be
used to write Ff, as

FL(V, T; N%) = F4(NIV, T; N9)— FP(INY+ 1]V, T; N +1), (15.16)

Nd+1
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with the plus (minus) sign referring to vacancies (self interstitials). As for the
constant pressure case, Eq. (15.15) can be simplified to F(V,T)~ FP(V,T)—
kgTc*d(V,T), with the equilibrium defect concentration given now by
UV, T) = exp[~Fy (V. T)/ (ks T)].

The preceding derivations show that the two standard approaches arise as natural
approximations of the volume optimized method. In particular, a hierarchy of
approximations can be identified: first, the constant pressure approach arises by
terminating the Taylor series in the defect concentration in Eq. (15.12) after the first
order term. The rescaled volume approach needs a further approximation by
terminating the Taylor series in the volume of defect formation in Eq. (15.14)
likewise after the first order term. For practical purposes we note the following:
The approximation in the defect concentration, Eq. (15.13), is well motivated, since
the basic assumption of non interacting defects, i.e., the dilute limit, is valid only for
low defect concentrations. We therefore recommend to employ the constant pressure
approach, also because of numerical instabilities in the volume optimized method
when approaching c®IN? ~ 1 due to the denominator in Eq. (15.11). In contrast, the
approximations needed to derive the rescaled volume approach are not appropriate
for realistic supercell sizes and will result in sizeable errors even for low defect
concentrations (see e.g., Figure 15.7).

15.2.2
Electronic, Quasiharmonic, and Anharmonic Contributions to the Formation
Free Energy

Let us now focus on the methodology needed to compute the electronic, quasihar-
monic, and anharmonic contribution to the free energy surface. For a defect
calculation, we need both the free energy of the defect cell F4(V, T) and the free
energy of the perfect bulk FP(V, T) as a function of volume and temperature as
outlined in the previous section. In the following we will derive the necessary steps
with particular emphasis on numerical efficiency. The latter issue is crucial to allow
a full ab initio determination of all contributions, specifically including the anhar-
monic one. Except for the remark at the end of Section 15.2.2.3 all considerations
refer to both free energy surfaces (F¢ and FP) and we therefore use generically the
symbol F.

15.2.2.1 Free Energy Born—-Oppenheimer Approximation
Starting point is an expression for the free energy surface in which the ionic
and electronic degrees of freedom are decoupled quantum mechanically (Born—
Oppenheimer approximation), but which still contains the effect of thermodynamic
electronic excitations on the ionic vibrations. For that purpose, the “standard”
Born-Oppenheimer approximation [22] needs to be extended to the so called
free energy Born—Oppenheimer approximation which was introduced by Cao and
Berne [23] in 1993.

Within the standard Born—Oppenheimer approximation, the free energy F of
a system consisting of electrons and ions is written as:
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=—ksTInZ where Z=1 e PRI, (15.17)
viu
with
B = (Avul(T™ 4+ TE|Av), (15.18)

and B = (kgT)"'. In Eq. (15.17), we have defined the partition function Z of the
system in which the sums run over an electronic quantum number v and an ionic
quantum number . The energy levels 7} and elgenfunctlons Ay, are solutions to
the nuclei Schrodinger equation with the Hamlltoman (T +1 E!), in which ™
is the ionic kinetic energy operator, 1 is the identity operator, and E¢' are potential
energy surfaces generated by the electronic system, i.e., the solutions to the electronic
Schrédinger equation (cf. Figure 15.2). (As commonly done, we include the nucleus—
nucleus interaction into E¢..) We can transform the partition function as

Z = Z3—ﬁ<Av,,L|(T““°+iE§1)\AV,“>

e (15.19)
= D> (Al BT EIA L,

N

sincethe A, , areeigenfunctions of ( ™41 Eh). Ttwould be now desirable to factorize
the exponential to separate the E¢'. This factorization needs however to be performed

(@ + V9 4+ e 4 o) g, =[EI(R, V)|

|

|[F({R,},V,T)| = —a:”tz‘lnze—-‘“-" {({Ri}V)

i

Y

{.f—.m:(: _|_i Fﬁ‘] {RI} V. T| } ilp = f.':;ll.llll:]l-. 1 ,’i_u.

Y
5 T e — 3| o [
F(V,T)=—kgTln) e ol ez )
it

Figure 15.2 (online colour at: www.pss-b. operator, electron—electron repulsion operator,
com) Key equations to compute the free energy  nucleus—nucleus repulsion operator,
Born—-Oppenheimer surface. Here, v, are and electron—nucleus attraction operator,
eIectromc wave functlons and respectively. The remaining quantities

nuc . .
(TT+ V4 V™ 4V " is the electronic are defined in Section 15.2.2.1.

Hamiltonian with the electronic kinetic energy
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with caution since T" and 1E¢ are non-commuting operators (both depend on the
ionic coordinates). Therefore, we have to apply the so-called Zassenhaus formula [24]:

a,nuc

BB _ —pT™ —pIE! 2T 1K) —p 62 EL [T 1B + (T

nuc‘[j_nuc.iEsl”)

(15.20)
Here, the dots denote exponentials corresponding to higher orders in § and with
increasingly nested commutators. An explicit formula for the higher order terms is
given in Ref. [24]. In Ref. [23], it is shown that exponentials corresponding to orders 3?
and higher will be small if m, < M (m, = electron mass, M =nucleus mass), i.e.,

under the same condition as assumed in the standard Born—Oppenheimer approx-
imation. It is therefore justified to approximate

e BT HIE) o BT o~ BIE! (15.21)

in any case in which the Born—Oppenheimer approximation is justified. Using

Eq. (15.21), the fact that (e PT" e P1E") corresponds to a block diagonal matrix and
the invariance property of the trace (which allows to choose the same basis for different
w, e.g., v=1; with a fixed v';) yields:

Z =3 {Au Avy)

v,

s s
= E <Av’,u‘e BT p—BLE;
V.U

= Z <A,,JVM e PT <Z eﬁiEEl) ‘AV’-M>
m m

= Z <Av’,u‘37BT e*ﬁlFﬂ Av;7u>7
u

with the electronic free energy defined by:

e
BT G BIE;

Aw>

(15.22)

Fli= —kgTln ) exp[—E/(ksT)). (15.23)

v

In order to recombine the exponentials again, we need to apply the Baker-Campbell-
Hausdorft formula which reads [24]:

- nuc

1P 1R iR T

nuc nuc

-, nuc 2 el -, nuc 2 el 2 A
e BT g BIF _ BT 1P LT b, (15.24)
The terms in the exponential of order 2 and higher correspond again to terms

which are small if m, < M, thus justifying the following approximation:

A nuc A~ nuc

BT B o BT TR (15.25)

In fact, as shown in Ref. [23] the terms neglected in Eq. (15.25) lead to contributions
which are of the same order as the contributions from the neglected terms in



15.2 Methodology

Eq. (15.21) having however the opposite sign. Therefore, the approximations
performed in Eqgs. (15.21) and (15.25) partially compensate each other.
Inserting Eq. (15.25) into Eq. (15.22) yields for the partition function and thus the
free energy:

F=—ksTInZ, (15.26)
with

e
Z = (AePTFIFIAL). (15.27)
u

We can rewrite this to a more convenient notation as

= kpTIn Y e PR, (15.28)

with

(T +1FI({RY, V. T)) Ay = B A, (15.29)

where we have defined an effective nuclei Schrodinger equation with eigenfunctions [\u
and eigenvalues E e In Eq. (15.29), we have also explicitly written the dependence of F¢!
onthe setof nuc1e1 coordinates { R; } and the crystal volume Vwhich is a consequence of
the fact that each of the electronic potential energy surfaces E¢! depends on {R;} and V.
The key equations summarizing the preceding derivation are collected in Figure 15.2.

The central step which allows for a separation into an electronic, quasiharmonic,
and anharmonic part is a Taylor expansion of F¢' in Eq. (15.28) in the {R;} around the
T = 0 K equilibrium positions {R%}:

=Fl4 - Zuu CF +0(u?) (15.30)
I OROR ") : ‘

Here, the zeroth order term is abbreviated as F§'(V, T) := F'({R%}, V, T), kand |
run over all nuclei of the system and additionally over the three spatial dimensions for
each nucleus, and u;, = Ry—R! is the displacement out of equilibrium. The expan-
sion does not contain a first order term, since such a term relates to the atomic forces
that are absent in an equilibrium structure. Each of the other terms in Eq. (15.30)
corresponds to a different excitation mechanism as emphasized in Figure 15.3. The
exact derivations are given in the following sections.

15.2.2.2 Electronic Excitations

It is convenient to decompose the electronic part F§/(V,T) in Eq. (15.30) into
a temperature independent part Eg}O(V), which corresponds to the ground state of
the potential energy surfaces ES at {R%}, and a remainder F§'(V, T) carrying the
temperature dependence of the electronic system, i.e., the electronic excitations:
F{(V,T) = Eel (V) + F${(V, T). The reason for this separation is that F§'(V, T) can
be accurately descnbed with low order polynomials, while Eel o(V) can be parame-
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trized using standard equations-of-state. To calculate the latter a standard DFT
approach is sufficient. For the calculation of F, one needs instead to employ the
finite temperature extension of DFT as originally developed by Mermin [25]. This
approach is implemented in typical DFT codes and it amounts to using a Fermi-Dirac
occupation distribution for the Kohn—-Sham electronic energy levels,

FNV,T) ~ ks T/2 Z[ﬁlnﬁ +(1—f)In (1—£)], (15.31)

with self consistently determined Kohn—-Sham occupation numbers f; = f;(V, T).
Note that Eq. (15.31) is only approximately valid since there is a small contribution
from the kinetic energy term, which is however fully accounted for in an actual finite
temperature DFT calculation.

While the inclusion of F§' is important for metals at realistic temperatures, for
semiconductors it is negligible except for narrow band gap semiconductors, where
also partial occupations f; may occur. In metals, F¢! can become significant partic-
ularly if the density of states shows a peak close to the Fermi energy as found for
instance for d-states in Pt, Pd, Rh, or Ir [19].

15.2.2.3 Quasiharmonic Atomic Excitations
Neglecting for the moment the higher order terms in Eq. (15.29), the quasiharmonic
approximation results. The necessary steps to compute this contribution are

1 aZFel R V. T
Dyy(V,T) = { ({R1},V, )}
Mle aRkéRl {R‘[’}
P T =iV T (15.32)
n 1
— ER(V.T) = BT+ 3 hoi(V, T) (,H E)’

with n; the number of phonons in state i. In Eq. (15.32), the dynamical matrix D (with
elements Dy ) has been defined, which corresponds to the second derivative of Fe!
scaled by the masses M;, of the nuclei. The eigenvalue equation of D with eigenvectors
w; and eigenvalues »? defines the phonon frequencies ;. The energy E?};} for
a certain fixed phonon occupation configuration {n;} is given by a sum over the
frequencies weighted by the corresponding occupation numbers. Note the important
point that the phonon frequencies are not only volume dependent (quasiharmonic)
but also explicitly temperature dependent through the temperature dependence
of Fl. This temperature dependence does not correspond to an anharmonic atomic
(i.e., phonon—-phonon) interaction. To make this point explicit, we will use the
notation T¢ for this temperature, while the temperature determining the thermo-
dynamics of the nuclei will be denoted by T". In fact, to speed up numeric
convergence, T and T™ can be varied independently of each other. Of course,
at the end of the calculation both have to be ensured to be equal to the actual external
temperature, i.e.,, T = T" = T.

The final step of the quasiharmonic approximation is to approximate the eigen-
values ES“C in Eq. (15.28) by the quasiharmonic energy E?:} which yields (the tilde in
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F indicating the approximation at this stage)

F(V,T) = [F(V,T% T™)]a_qme_rs (15.33)
with
~ =gh
F(V, T, T) ~ kaTane_ﬁE?ni} = ... = FNV, T%) + F(v, T ey,
{ni}
(15.34)

where the dots denote a series of straightforward transformations (see e.g., Ref. [26])
and with

T™=0K
zero point contr.

1 h
Fah (v, e, 7o) = NZ Emi(V, T) + T™kgln[l—exp{—pho;(V, T¥)}] |.

i
(negative) entropic contribution.

(15.35)

Here, N is an appropriately chosen scaling factor which is, e.g., the number of
sampled frequencies divided by three (number of spatial dimensions) if FI* should
refer to a “per atom” quantity. Note that FI" fully contains quantum mechanical
effects (e.g., zero point vibrations) in contrast to a free energy obtained from a classical
molecular dynamics run.

The quasiharmonic equations presented above are general and equally well
applicable to defect and bulk cells. In practice, the calculation of the quasiharmonic
free energy contribution of the defect cell requires special attention to ensure
a consistent treatment with the corresponding perfect bulk cell. The reason for this
is the break of translational symmetry introduced by the presence of the defect. As
a consequence, the commonly applied [19] Fourier interpolation to generate dense
wave vector meshes in the Brillouin zone cannot be employed to the defect cell.
To nonetheless profit from the advantage of a Fourier interpolation for the perfect
bulk (e.g., a significantly improved description of the low temperature free energy)
a correction scheme as e.g., proposed in Ref. [18] should be used.

15.2.2.4 Anharmonic Atomic Excitations: Thermodynamic Integration

Let us now consider the higher order terms in Eq. (15.30). An intuitive and
straightforward approach to include these terms would be an ab initio based classical
molecular dynamics run. The fact that a direct computation of the free energy
employing conventional molecular dynamics is not feasible (the free energy is an
entropic quantity [27]) could be circumvented by calculating the inner energy and
integrating it with respect to temperature. It turns out that such a “naive” phase space
sampling leads to infeasibly long computational times [18]. Therefore, the develop-
ment and application of highly efficient sampling strategies to perform the ther-
modynamic averages is crucial.
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A fundamental concept is thermodynamic integration. The key idea is to start from
a reference with an analytically known free energy or with a free energy that can be
obtained numerically extremely fast. This reference is coupled adiabatically to the
true ab initio potential energy surface and only the difference in free energies is
sampled. Such an approach will be efficient, if one manages to construct a reference
which closely approximates the true ab initio potential energy surface thus yielding
a small free energy difference.

A good reference to perform thermodynamic integration is the quasiharmonic
potential energy surface. Therefore, a system with free energy F, is introduced which
couples the electronic + quasiharmonic system [having the free energy F as given in
Eq. (15.34)] to the full system (having free energy F) by the adiabatic switching
parameter L. The boundary conditions are defined to be

[Flioy = F and [B, _, =F, (15.36)
so that the anharmonic free energy is given by
F" = F—F = [F), 1~ (B (15.37)

In principle, methods based on the quantum-classical isomorphism exist allowing
to perform thermodynamic integration including quantum mechanical effects [28].
Unfortunately, their actual application requires very large computational efforts
and at present only investigations employing empirical potential energy surfaces
can be afforded [28]. In practice, a quantum mechanical treatment of F?! is not
expected to be necessary since the quasiharmonic free energy contains the major
part of quantum mechanical effects (as derived in the previous section). The
reason for this is that at low temperatures, where quantum effects are important,
the quasiharmonic approximation is excellent thus fully accounting for such
effects, while at high temperatures where the quasiharmonic approximation fails
and anharmonicity becomes significant quantum effects become small/negligible.
The anharmonic contribution can therefore be calculated in the classical limit
(superscript “clas;” note that correspondingly a classical quasiharmonic reference
is used):

1 9 Fclas
Fclas‘ah = Fclas_(Fgl 4 Fclas.,qh) _ [Filas]k:1_[F}c\las]x:0 _ JO dn a?;\

;rgodﬁcitly
Bq.(1539) 4 ol ypothesis o
OF OF
= J dn( —- S J a S
0 a}\- T 0 67» o

Here, F{! is the ) dependent electronic free energy surface determining the classical
motion of the nuclei in the coupled system, (- )1, denotes the thermodynamic, and
()5 thetime average ata given A. To obtain the first equality in the third line, we have
used:

(15.38)
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OF _ 1 (AR ey OF]
oh  zds | Qoh o

_ /o
T\ oA ’
T

with the standard definitions of a classical free energy F9*, partition function Z<,
and phase space volume QP". Besides the fixed boundary conditions, Eq. (15.36), any
type of coupled system can be chosen. In practice, a simple linear coupling to the
quasiharmonic reference (restoring the explicit notation for the volume and tem-
perature dependencies),

(15.39)

FI({R}, V,T) = AF({R;}, V, T)

F(1-h) {Fgl(v, )+ 3 2le wnDu(v, T, (15:40)
kil

yields computationally efficient results. Finally, the anharmonic free energy reads:

el
l_—;clas,ah(v7 Tel7 Tnuc) _ JO d}\.<Fel(V, Tel)_ FSI(V, Tel)

M, M,
S (v ) (15.41)
tA

Note that the dependence of F922h on T is hidden in the time average (-), which
needs to be obtained e.g. from a molecular dynamics simulation. Combining the
various contributions, the free energy of the system is given by:

F= Eg}o —+ A}:"gl + th + FClas,ah
= [E(V) + Fo (V, T%) + F (v, T, T)
+ Fclas,ah(v7 Tel7 Tnuc)]TelzTnuc:T. (1542)

We stress that the dominant part of quantum mechanical effects contributing to Fis
accounted for by Fi". For the case of (wide band gap) semiconductors the
influence of T will be small (¢f Section 15.2.2.2) and the free energy can be
approximated by:

F(V,T) = [Egy(V) + F(V, 0K, T™) + F5(V, 0K, T™)] puuc_. (15.43)

15.2.2.5 Anharmonic Atomic Excitations: Beyond the Thermodynamic Integration

While the thermodynamic integration approach boosts the efficiency by a few orders
of magnitude as compared to conventional molecular dynamics simulations, the
calculation of a full free energy surface F(V, T) from ab initio is still a formidable task
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even on today’s high performance CPU architecture. Therefore, there are currently
active efforts at exploring new methods to reduce computational time [18, 29, 30].

Wu and Wentzcovitch [29], e.g., developed a semi empirical ansatz based on
a single adjustable parameter to describe anharmonicity. To explain their approach, it
is useful to note first that already the quasiharmonic frequencies w?h contain an
implicit temperature dependence due to thermal expansion: w?h = (o?h(Ve‘l(T)).
Here, V*9(T) denotes the thermal expansion, i.e., the equilibrium volume as
a function of temperature T (for a fixed pressure). The thermal expansion is itself
determined by the (D?h so the problem must be solved self consistently.

The ansatz of Wu and Wentzcovitch [29] is to modify the implicit temperature
dependence. Specifically, the following transformation to a renormalized frequency

;™ is proposed:
of" (V(T)) = 0fme(T) = of (V/(T)), (15.44)
with a modified thermal expansion

V(T) = veq(T){kc{%W} } (15.45)

where C is an adjustable parameter and V! = V®9(T = 0K). The renormalized
frequencies ®;***"™ replace then the quasiharmonic frequencies in the quasihar-
monic free energy expression Eq. (15.35). The resulting free energy surface includes
therefore anharmonicity in an approximative manner and can be used to derive
anharmonic thermodynamic quantities such as thermal expansion or defect con-
centrations. In the original work [29], C is adjusted by fitting to experimental data.
In a more recent work [30], it was shown how the parameter can be obtained using
ab initio based thermodynamic integration. The main advantage of the approach is
its effectiveness, since to determine C and thus to generate a complete anharmonic
free energy surface only a single thermodynamic integration run at fixed Vand T
suffices. The disadvantage is however that the "™ (and thus the anharmonic
free energy) are assumed to have a certain temperature dependence, specifically that
they scale linearly with the quasiharmonic thermal expansion. This assumption has
been shown to work well for diamond and MgO [30] up to high temperatures, it
cannot be however a priori assumed in general and further evaluations are
necessary.

An alternative approach that is able to account for the full anharmonic free energy
surface without assuming any specific temperature dependence was developed
recently in Ref. [18] and termed upsampled thermodynamic integration using
Langevin dynamics (UP-TILD) method. The key ideas are as follows. In a first step,
a usual thermodynamic integration run for discrete values of A is performed:

low
aF)E\I el el el el m el
< N > = <F (V,T®)—F(V,T )—%: 3 ety Dy (V, T%)

A

low

£
(15.46)
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A critical insight gained in Ref. [18] is that instead of employing fully converged DFT
parameters (e.g., with respect to basis set or electronic k sampling) computationally
much less demanding DFT parameters can be used (indicated by the superscript
“low”). In particular, they need to be chosen such that the corresponding phase space
distribution (termed {R I}IOW in the following) closely resembles the phase space
distribution {R;}, high 45 would be obtained from fully/highly converged parameters.
As a consequence of using the low converged parameters, the thermodynamic
integration is computationally very efficient and speed up factors of ~ 30 are
achievable. Applying this approach makes it therefore possible to sample various
A, V, and T values even on modest computer resources. The resulting free energy
surface, i.., (OFf! /8%)13” , needs however to be corrected in a second step. The actual
correction step is straightforward, provided that the above stated condition {R I}low
close to {RI}}t“gh holds. In such a case, a typically small set of NU? uncorrelated
structures {R;}™ (indexed with t,) is extracted from {R;}°” and the upsampling
average (AF),? is calculated as:

NUP

<AF51>)[\JP o NUP ZFellow({R low) Fel,low({R(I)})
(15.47)

_ [Fel,high <{RI}1:)W) _ pelhigh ( { R(;})] )

Here, Fellow (Felhigh) refers to the electronic free energy calculated using the low (high)
converged set of DFT parameters. The A dependence of (AFd);\j P is hidden in the
trajectory { R 1} ,which is additionally dependent on the volume and temperature. In
the last step, the quantity of interest, the converged (OF¢! /67\)hlg is obtained

< /a)\’>hlgh < /ak>h1gh < Fel>;jp

and thus the anharmonic free energy:
Felasah — J dM(OFS! jon) e, (15.48)

The efficiency of the UP-TILD method is a direct consequence of the fact that the
upsamling average (AF®).’", which involves the computation of the CPU time con-
sumingwell converged DFT free energies F:"i8" converges extremely fastwith respectto
the number of uncorrelated configurations. In practice, less than 100 configurations are
found to be sufficient to achieve an accuracy of better than 1 meV/atom in the free
energy [18]. This small number of configurations has to be compared with the number of
molecular dynamics steps needed to converge a thermodynamic integration run which is
in the range of several thousands, i.e., two orders of magnitude larger. Another advantage
is that in many cases the A dependence is invariant with respect to the upsampling
procedure allowing to calculate the shiftin Eq. (15.48) for a single A value only. Using this
invariance reduces computational costs further as illustrated in Figure 15.4.

The various methods needed to compute the electronic, quasiharmonic, and
anharmonic contributions to the free energy surface are summarized in Figure 15.5.
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Hellmann-Feynman
forces from DFT

DV, T)w; = @?(V,T)w;

Fly 1= I/NZA{hwi(V,T)/z + kgTIn[1—exp{~ha; (V. T) /(kpT)}] }

DFT based quasiharmonic approximation

“standard” DFT

[F(V, T)=EQ )+ FE 7, 1)+ F 1)+ FEasah (7, T)]

finite temperature DFT

e.g. DFT-based UP-TILD method

e N
P01y ~kpT12) [fyin i + (1= f)Ini= £) - U o\
. , Feasaly :J. di
with f; = f;(V.,T)* 7.7 0 EY)
t,A
high low
aFel aFel UpP
A =] _ﬂ“ _(AFel)
oA oA A
t,A t,A
P
DFT thermodynamic integration with low converged parameters
low
1
(aFfl /az):w - <FCI(V, ) FE\7,T)- Zk l‘/MkM, ukuleJ(V,T)/2>
: 4 upsampling
NUP
UP . :
(AFel)}L _ N%JP ZFeI,IOW({RI}Z)W)_F(;?I,IOW —[Fel’hlgh({R]}}fw)—F()el’hlgh]
N - J

Figure 15.5 (online colour at: www.pss-b.
com) Schematic illustration of the overall
approach and its key equations to derive finite
temperature contributions to the free energy
presented in this article. The free energy surface
F(V,T) refers here either to the defect cell free

15.3

energy surface F4(V, T) or the perfect bulk free
energy surface FP(V,T) as used in

Section 15.2.1. The corresponding methods for
each component are indicated. Definitions are
given in Sections 2.2.2-2.2.4.

Results: Electronic, Quasiharmonic, and Anharmonic Excitations in Vacancy Properties

To discuss the performance of the methodology described in Section 15.2, we
consider point defects in aluminum. The focus will be on vacancies, since self
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interstitials are practically absent due to their high formation energy (3.4eV) [31].
Computational details of the results presented in the following can be found in
Refs. [18, 26].

Before applying the approach to defect properties, we will first consider bulk
properties. This will allow a careful inspection and evaluation of the accuracy of the
approach and the underlying exchange-correlation functionals. For the following
discussion, we restrict on two properties that are highly sensitive to an accurate
description of the free energy surface: The thermal expansion coefficient and the
isobaric heat capacity. These quantities are first or higher order derivatives of the free
energy surface being thus affected even by small changes in the free energy. As
a consequence, to guarantee an unbiased comparison with experiment the error bar
in the free energy has to be systematically kept < 1 meV/atom. This error bar is
significantly lower than what is typically targeted at in defect calculations (= 0.1 eV)
and particularly challenging to achieve at high temperatures. A major advantage of
reaching this numerical accuracy is that the remaining discrepancy with experiment
can be unambiguously related to deficiencies in the exchange-correlation functional.
For the case considered here, fcc bulk aluminum, both of the most popular exchange-
correlation functionals, the LDA and the GGA, show an excellent agreement with
experiment for the expansion coefficient up to the melting point (Figure 15.6a) and
for the heat capacity up to ~ 500K (Figure 15.6b). Above this temperature, the
experimental scatter in the heat capacity becomes too large and prevents an unbiased
comparison. Nonetheless, the ab initio results indicate a lower bound to experiment
hinting at additional and apparently so far not controllable by experiment excitation
mechanisms in the sample and/or experimental setup.

Having demonstrated the accuracy achievable by the method to describe bulk
properties at finite temperatures, let us now turn to defect properties. Applying the
same formalism as for the bulk and the constant pressure approach, the temperature
and volume dependent isobaric defect formation free energy FL(V,T) can be
calculated (see Section 15.2.1.2). Using it, the equilibrium defect concentration
¢®4(T, P) = exp[—F5(VeY(T, P), T)/ (kg T)] is obtained. Here, V(T P) is the equi-
librium volume at temperature T and pressure P. The computed concentrations at
finite temperatures and for zero pressure (the influence of atmospheric pressure is
negligible) are shown together with available experimental data in Figure 15.7.

As can be seen, an excellent agreement is obtained. This agreement is particularly
impressive when considering that errors in the defect formation free energy scale
exponentially in the concentration. An important finding is that LDA and GGA
provide an upper and lower bound to the experimental data and may thus be used as
empirical (but ab initio computable) error bars. This interesting and highly useful
behavior is not restricted to Al but has been systematically observed for a wide range
of metals when considering temperature dependent material properties [19]. Fig-
ure 15.7 provides also a direct insight into the relevance of effects due to the finite size
of practical supercells as discussed in Section 15.2.1. As can be seen, correcting these
effects using the constant pressure approach increases the defect concentration by
almost an order of magnitude. Therefore, the application of the constant pressure
approach is critical to achieve the desired accuracy. A further extension of the
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10-3 T T T T T T =
-« .. rescaledV; gh + ah + el

— — constP; gh (+el)
—— constP; gh + ah + el §t
L

Concentration (vacancies/atom)

10 E
o nee Exp.
107°F 3
L Il Il Il Il Il Il .
17 16 15 14 13 12 11 1
£550K /T £
Figure 15.7 (online colour at: www.pss-b. constant pressure results on the shown scale.
com) Equilibrium vacancy concentration atzero  The electronic contribution yields a negligible
pressure of aluminum as a function of the contribution (indicated by the parenthesis). The
inverse temperature multiplied by the melting  squares indicate experimental values from
temperature T™. Results for the rescaled Ref. [55] (differential dilatometry). The
volume and constant pressure approach are diamonds/circles indicate experimental values
shown. The volume optimized approach yields  from Ref. [56] (differential dilatometry/positron
concentrations which are identical to the annihilation).

methodology to the volume optimized approach has a negligible effect on the vacancy
concentration shown in Figure 15.7.

To analyze the temperature dependence of the defect concentration in more detail,
itis convenient to express the formation free energy in terms of the T = 0 K enthalpy
and the entropy of formation. To provide a direct comparison with experimental data
where only a rather small temperature window is available, we restrict on the
experimental temperature interval and obtain both quantities from a linear regres-
sion in the log-1/T plot (Figure 15.7). The results are summarized in Table 15.2. A
surprising finding is that including anharmonicity has a major effect on the entropy
and enthalpy: For LDA the entropy of formation increases from 0.2kg (quasiharmo-
nic) to 2.2kg (anharmonic) and the enthalpy from 0.65 to 0.78 eV. These numbers are
in excellent agreement with experimentally derived data of 2.4kg and 0.75 eV.

It is interesting to note that the substantial deviations due to anharmonic effects
have little consequence on the absolute defect concentrations (see Figure 15.7). The
changes in entropy and enthalpy largely compensate each other in this quantity. An
important conclusion from this result is that the defect formation enthalpy derived
from high temperature data (the only region where experimental data is available) can
be substantially different from the true T = 0K formation enthalpy. For the system
considered here the difference is &~ 0.1eV. To guarantee an accurate comparison
between theory and (high temperature) experimental data it is therefore critical to not
restrict to the formation enthalpy (as usually done) but to use also the experimental
entropy to compute and compare defect concentrations.
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Table 15.2 The extrapolated formation energy ~ empirical potentials approach from Ref. [16].

Ef and averaged entropy of formation S' for The further values (also the experimental) are
various approaches and combinations of the obtained by fitting the vacancy concentrations
free energy contributions used for the over the temperature range given in Figure 15.7

calculation of vacancy properties of aluminum.  to the function exp[—(Ef —TS)/(ksT)]. The
ai/ep indicates values for the coupled ab initio-  notation is as in Figure 15.7.

Ef (eV) S7 (ke)
LDA GGA LDA GGA

constP; qh 0.65 0.58 0.2 0.1
constP; gh + el 0.65 0.58 0.2 0.1
constP; gh + ah + el 0.78 0.68 2.2 1.5
volOpt; gh + ah + el 0.78 0.68 2.2 1.5
constV; gh + ah + el 0.85 0.75 2.5 1.9
ai/ep [16] 0.78 0.61 1.6 13
experiment 0.75 2.4

15.4
Conclusions

In this paper, we gave a brief overview about the challenges one encounters when
including temperature effects in defect calculations beyond configurational entropy.
The paper outlines strategies to compute all relevant free energy contributions
arrising due to electronic and vibronic (quasiharmonic and anharmonic) excitations.
A major focus has been devoted to numerical performance since even on todays most
powerful supercomputers such calculations quickly approach the limits of available
resources when attempting a full ab initio description. As an example which
numerical accuracy can be achieved, a simple yet instructive defect system has been
considered: vacancies in fcc bulk Al. The results nicely illustrate that both bulk and
defect properties in the absence of any band gap problem can be described with
a surprising accuracy and predictive power. An interesting result of this study is that
anharmonic contributions have a rather small effect on the vacancy concentration in
the experimentally accessible temperature window, but have a drastic effect on the
averaged/extrapolated entropy and enthalpy of formation. To achieve an accuracy of
better than 0.1 eV the inclusion of anharmonic contributions is mandatory. With the
advent of powerful approaches to overcome the band gap problem in semiconductor
defect calculations, we believe that inclusion of finite temperature effects (possibly on
the LDA/GGA level) becomes critical.
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Accurate Kohn—-Sham DFT With the Speed of Tight Binding:
Current Techniques and Future Directions in Materials Modelling
Patrick R. Briddon and Mark J. Rayson

16.1
Introduction

The Kohn-Sham formalism [1] of density functional theory [2] (KSDFT) is one of the
most widely used tools in the ab initio theoretical investigation of the properties of
materials. Its success at providing quantitative comparison with experiment—given
only atomic positions and species as input—combined with its favourable algorith-
mic prefactor and complexity accounts for this widespread usage and intensive
efforts to improve the algorithms at the heart of KSDFT codes.

Here we describe how recent algorithmic advances in the computational kernel at
the heart of one of these codes, Ab Initio Modelling PROgram (AIMPRO), will enable
a new scale of calculation to be performed on inexpensive hardware. The modern
algorithmic kernel, functionality, current advances and future perspectives will be
discussed. In short, the aim of this work is to show how full KSDFT calculations can
be performed in a time comparable to current tight binding implementations and
further, to open a route to reaching the basis setlimit in these calculations, essentially
delivering plane wave accuracy in a time comparable to a tight binding calculation. In
the following discussions we define the Kohn—Sham kernel as the calculation of
energies and forces, leading to minimum energy structures (including lattice
optimisation). Any other calculated quantity will be referred to as functionality.
Readers interested in the details of algorithms used in the AIMPRO suite of codes are
referred to Refs. [3-9].

As well as a description of the algorithms we also wish to address the wider
audience of applications specialists. By discussing recent advances in terms of both
their methodological context and relevance to the practitioner we hope this work will
be of interest to a wide audience.

This chapter is organised as follows, Section 16.2 discusses the use of Gaussian
orbitals and briefly describes the conventional AIMPRO kernel, Section 16.3 gives a
brief overview of the functionality currently available, Section 16.4 describes recent
improvements to the AIMPRO kernel and Section 16.5 discusses future research

Advanced Calculations for Defects in Materials: Electronic Structure Methods, First Edition.
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directions and perspectives based on recent advances. Readers familiar with
conventional Gaussian algorithms, or those interested primarily in recent advances
in the kernel, can skip straight to Section 16.4.

16.2
The AIMPRO Kohn-Sham Kernel: Methods and Implementation

In this section we briefly outline the major steps involved in a conventional electronic
structure code, introducing notation that is needed when new innovations are
introduced later.

The standard approach is to expand the Kohn—Sham levels in terms of basis
function, ¢;(r):

N
Pu(r) =D cady(r), (16.1)
po=i

which enables the Kohn—Sham equations to be recast in matrix form:

Z Hjcp. = &, Z Siicp, or Hc = ScA, (16.2)
j J

where A,y = €.,y

In this way the electronic structure problem is reduced into three components. The
first is essentially one of quadrature, determining the Hamiltonian and overlap
matrices:

(16.3)
5= [0l (00, (e

The second problem is the solution of the generalised eigenvalue problem (GEP)
[Eq. (16.2)]. This will occupy discussion for the majority of this chapter, being the
most computationally expensive part of the calculation. The final ingredient, which is
not discussed in this chapter, is a method of iterating to self-consistency.

16.2.1
Gaussian-Type Orbitals

Uncontracted Cartesian Gaussian functions
&;(r) = (x—Rix)™ (y—Ry)" (z— Riz) “exp|—a;(r—R;)’]

are used to form our primitive set. For each atom, we typically use four different
exponents a; and we multiply each Gaussian function exp|—a;(r—R;)?] by the
Cartesian prefactors, including all combinations of n,, n, and n, such that
fy 41y, +n, < L. This produces four functions for £ =1 and ten functions for £ = 2.
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In our notation, exponents are arranged from lowest to highest (most diffuse
Gaussian first) and the standard nomenclature is used to define the angular momen-
tum. So, for example a ddpp basis has four exponents with 10 + 10 + 4 + 4=28
functions. Such a basis set applied to carbon or silicon would be considered large
for a routine quantum chemistry application.

We now consider the advantages and disadvantage of using Gaussian orbitals.

Advantages:

i) Memory. The size of the primitive basis is small, typically only 20-40 functions
per atom. Furthermore, the storage of a primitive basis function requires only 3
integers and 2 double precision numbers.

ii) Adaptive. Basis functions can be placed where they are most needed.

iii) Gaussian functions are localised in both real and Fourier space and careful use
of this fact enables matrix elements of the Hamiltonian to be found extremely
efficiently (see Section 16.2.2).

iv) The integration error is independent from basis error leading to an internally
consistent calculation. That is, even with a large basis error the matrix elements
of the Hamiltonian are still evaluated to high precision. This is important when
considering relative energies.

Adaptivity, coupled with rapid matrix element evaluation, allows chemical species
with hard potentials to be treated almost as easily as species with soft potentials.
Therefore, a single oxygen or hydrogen (typically having hard pseudopotentials)
embedded in, say, a unit cell containing 1000 atoms of silicon (which has a fairly soft
pseudopotential) would take a similar time to 1000 atoms of silicon.

Disadvantages:

i) Basis set superposition error (BSSE).
ii) Difficulty in running codes—a degree of experience is currently needed to
choose a suitable basis set.
iii) Difficulty in proving convergence.

The main disadvantage is related to the relative complexity of the Gaussian basis
set and the less obvious way in which basis sets can be augmented to move towards
convergence in energy or some other property. Large basis sets generated to
minimise the energy of a system can develop numerical linear dependencies as
convergence is approached, with the result that a certain level of skill and experience
is needed to work in this regime. The work in this chapter provides a first step to
removing this as a legitimate concern.

Itis important to note the effect of BSSE depends on the quantity of interest. When
interested in relative energies the degree of difference between the systems must be
considered. Therefore, two very different systems will suffer most from BSSE when
considering their relative energy. Not quite as challenging is a calculation such as the
formation energy of a vacancy—here the systems are fairly similar—though the
vacancy calculation has fewer degrees of freedom, therefore this is a problem of
intermediate difficulty. However, a slight perturbation of an atom (such as a
numerical force calculation) will suffer far less from BSSE, this will be discussed
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further and demonstrated in Section 16.4.2. Since the large majority of computer
time is spent in structural relaxations (and other quantities where derivatives of the
energy are of paramount importance) a significant amount of computer time can be
saved by correctly assessing the relevantimpact of BSSE on a calculation. Although, at
present, much of this must be done by the user, in principle, it can be automated.
We will discuss work in this direction in Section 16.5.

16.2.2
The Matrix Build

The building of the Hamiltonian is achieved using standard techniques. The overlap
matrix, and the matrix elements of kinetic energy and the non-local pseudopotential
may be found analytically using recurrence relations reported in Ref. [10]. The matrix
elements of the Kohn—Sham potential are found as described in Refs. [6] and [11].

An important difference between our approach and standard methods of
quantum chemistry is our avoidance of four centre integrals. Our approach of
quadrature using a set of equally spaced grids [6] has linear scaling with an
acceptable prefactor. In doing this the charge density and the potential are expressed
on an equally spaced grid in real space which, in plane wave parlance would have an
exceptionally high cutoff—typical values would be 80 Rydbergs (silicon) and 300
Rydbergs (carbon). This is feasible as this expansion is done only for the charge
density, and not for each individual Kohn-Sham level. A consequence is that the
Hamiltonian matrix is determined essentially free of integration error, with
arbitrarily high accuracy being achievable at modest cost. Timings for this are
presented in passing in Section 16.4.1 when it is noted that this is a negligible
contribution to run-times for large systems, being only 3 min when run in serial on
a single core even for a system of 4096 atoms.

16.2.3
The Energy Kernel: Parallel Diagonalisation and Iterative Methods

Once the primitive Hamiltonian and overlap matrices—H and S respectively—have
been evaluated these are then converted from sparse storage to a dense block-cyclic
parallel distribution. The N x N GEP

Hc = ScA, (16.4)

is then solved (ScaLAPACK diagonalisation) to calculate the output density

n(r) = > by (1) (1), (16.5)
ij

where

m

by = Zf(/\m)cixcjx, (16.6)

A
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and m is the number of occupied states. A charge density mixing scheme [12] is used
to iterate (the ‘SCF cycle’) towards the self-consistent density.

As well as diagonalisation, especially when the N/m ratio is high and good parallel
scaling is important, an iterative algorithm—based on the direct inversion of the
iterative subspace (DIIS)—is also used [5].

16.2.4
Forces and Structural Relaxation

It is occasionally argued that the determination of forces is more complex and time
consuming with Gaussian orbitals as a consequence of the Pulay forces associated
with atom centred basis functions. This, in fact, is not the case in reality. In fact,
viewing Pulay forces as an approximation to incompleteness forces (see Section II C
of Ref. [6] for a detailed discussion) it is more accurate to say that rather than being a
burden, the ability to calculate Pulay forces (rather than their presence) is a distinct
advantage as significant efficiencies can be obtained (see Section 16.4 for a more
detailed discussion).

Forces are determined from the Hellmann—Feynman theorem as adapted for
localised basis functions [3]:

0F OH; aS;;

_ Wy,
oR, 7 OR, ! ijaRa v

where wy; is the energy weighted density matrix

m
w,j = Zf(AM)AMCiijN (16.7)
P
The first term, % by;, is trivially evaluated in time scaling linearly with system size.

Indeed the time for this is only marginally greater than the construction of the
Hamiltonian itself, only ~45s for a 1000 atom cell (see discussion of timings in
Section 16.4.1). The construction of wy is likewise straightforward. Evaluating
Eq. (16.7) directly using O(N?) dense matrix operations imposes a negligible
overhead—and, in principle, since only elements of w;; that have corresponding
non-zero elements in the Hamiltonian are required this step can be performed in
O(N?). In conclusion then, force determination is possible in a small fraction of the
time for a single SCF step.

Movement of the atoms to attain equilibrium is then achieved using any standard
scheme. We commonly use the conjugate gradient method [13], BFGS [13] and
G-DIIS methods [14].

16.2.5
Parallelism

AIMPRO is parallelised using the message passing interface library (MPI). A library
to handle the creation and destruction of multiple worlds—and levels of worlds—is
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MPI_COMM_WORLD

Energy Energy

SRURCRoRuRCRis

Figure 16.1 Schematic of parallel worlds (see text for details).

also implemented. A typical arrangement of these worlds for the calculation of the
dynamical matrix is given in Figure 16.1. Each ‘Energy world’ could, for example,
calculate a row of the dynamical matrix, furthermore within each energy calculation
the calculation can further be split into separate ‘k-point worlds’. Such flexible
infrastructure such as this enables extra ‘embarrassingly parallel’ functionality to be
included in the main algorithm itself.

16.3
Functionality

Although in this chapter, the emphasis is on the kernel of the calculation, and how
this may be improved both in terms of speed and accuracy, the great utility of ab initio
calculations over the last two decades has been their ability to link to an increasingly
broad range of experiments, producing quantitatively accurate values for measurable
quantities. In this section, we illustrate this by outlining some of the functionality
incorporated into the AIMPRO code and the problems tackled.

16.3.1
Energetics: Equilibrium and Kinetics

The fundamental property given by these calculations is, of course, the total energy.
In terms of defect physics, this is of outstanding importance with the formation
energy controlling the equilibrium concentrations of defects. The energy barrier to
motion of a defect through a material, gives information about kinetic motion and is
as important as the formation energy in understanding the behaviour of defects in a
material. For example, the result that the diffusion barrier of hydrogen in ZnO is
under 0.5 eV has demonstrated that isolated H cannot be responsible for the residual
n-type conductivity of this material [15] as had previously been thought. On the other
hand, the fact we can show that H binds strongly to other impurities to produce
thermally stable complexes can provide alternative explanations for this phenome-
na [16] and can also have important technological implications for other doping
issues [17].
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Itis frequently the energetics of defects at the high temperatures at which material
processing occurs that can determine the defects seen in materials. As such a free
energy of formation should be calculated at the temperature at which the material
is processed. Calculations of this requires treatment of vibrational modes for all
atoms in a unit cell, once demanding but now becoming a more common calculation.
It can often happen that a binding energy changes sign at high temperature leading to
some defect complexes being absent in samples [18].

16.3.2
Hyperfine Couplings and Dynamic Reorientation

An accurate knowledge of the electron spin density enables the coupling with the
magnetic moment of certain nuclei to be calculated, enabling a comparison with
experimentally measured hyperfine coupling tensors. In the simplest case a com-
parison with experiment can be a powerful tool enabling the characterisation of
defect centres [19]; in more complex cases low symmetry defects can re-orient
dynamically at room temperature appearing experimentally as having a higher
symmetry. In this case the ability to calculate both the energy barrier and the averaged
hyperfine tensor is key [19]. The physics here is quite rich in variety with quantum
tunnelling of hydrogen also being demonstrated [20].

16.3.3
D-Tensors

Defects with electron spin, S>1 exhibit a zero field splitting, measured experi-
mentally as the D-tensor. A method to calculate the first order contribution to the
zero-field splitting tensor was presented in Ref. [9]. Again comparison of calculated
tensors [21-25] with experiment aids in the characterisation of defect centres.
The ability to perform a quantitative calculation has also shown that conclusions
drawn from the phenomenological point dipole model frequently used to interpret
the size of the D-tensor are not always reliable [21].

16.3.4
Vibrational Modes and Infrared Absorption

The vibrational modes associated with defects are readily measured experimen-
tally, and may be calculated from the second derivatives of the energy surface.
These modes have been some of the most fruitful methods of characterising
defects [26, 27].

16.3.5
Piezospectroscopic and Uniaxial Stress Experiments

Calculation of piezospectroscopic (energy—stress) tensors of defects also provides a
direct link with experiment [28]. The response of vibrational frequencies to uniaxial
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stress is also a valuable tool in the experimental determination of defect symmetry
and these shifts can be calculated accurately from total energy calculations, providing
a further aid in characterisation studies [29].

16.3.6
Electron Energy Loss Spectroscopy (EELS)

The simplest treatment of energy loss spectroscopies is based on the dipole matrix
elements between Kohn-Sham states. This is an approximate model, but in many
instances is sufficiently accurate for features in experimental spectra to be correlated
with electronic states associated with regions of defects, particularly extended defects.
Both low-loss [30, 31] and core—electron energy loss spectroscopy (EELS) experiments
(or the theoretically similar XPS experiment [32]) can be modelled.

16.4
Filter Diagonalisation with Localisation Constraints

We now turn to the main topic of this chapter, namely, recent advances in the
KSDFT kernel that enable such calculations to be performed in a time comparable
to a tight binding calculation. The conventional AIMPRO kernel described in
Section 16.2 has been dramatically improved upon recently [6]. The filter diag-
onalisation method with localisation constraints promises to allow calculations with
larger primitive sets, thereby approaching the basis set limit, while the fundamental
density matrix is only the size of a minimal (or tight binding like) basis density
matrix. For a detailed account of the method and algorithmic details the interested
reader is referred to Refs. [6, 7]. Here, we summarise the method to elucidate later
discussions, however, it is the broader impact of the filtration algorithm we wish to
concentrate upon.

Rather than a direct diagonalisation in the full primitive basis a subspace
eigenproblem is constructed in a small basis of filtered functions, defined in terms
of the primitive basis set {¢;} as

P, (r) = Z ki, (r). (16.8)

For silicon, for example, using the pseudopotential approximation this reduces
the size of the kernel eigenproblem from, say, ~28 (if using the ddpp basis
described in Ref. [6]) functions per atom to only four functions per atom—a
significant saving. The step that performs this reduction in basis size will be
referred to as the filtration algorithm. A filtration radius (r.,) is defined and the
filtered basis on an atom at R, constructed using basis functions that lie on atoms
at Rg where |R,—Rg| < 1. Henceforth, filtered basis sets will be referred to
using the notation {@(«)}. A schematic of the filtration region for an atom if
shown in Figure 16.2.
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Figure 16.2 (online colour at: www.pss-b atom for which filtered functions are to be
.com/) Schematic of the filtration region. Filled  calculated and the yellow circles represent
circles represent atoms and unfilled their atoms whose primitive functions will contribute

periodic images. The green circle represents an  to these filtered functions.

The filtration step, as outlined in Ref. [6], consists of the following operations on a

trial function |t)

k) = cf (A)e" S| D), (16.9)

to obtain the vector of contraction coefficients | k). The remaining quantities are
defined by the GEP

Hc = ScA, (16.10)

where, here, H and S matrices only consisting of a subset of the rows and columns
of the Hamiltonian and overlap matrix formed in the large primitive basis (see
Ref. [6]). In other words they are the H and S matrices associated with the primitive
functions within the filtration region (Figure 16.2). The filtration function fused in
Ref. [6] and throughout this work is a high temperature (kT ~ 3 eV) Fermi-Dirac
function, which has the desired effect of removing the unnecessary high eigenspace
of the Hamiltonian. The GEP [Eq. (16.10)] can be transformed to an ordinary
eigenproblem

Hd = L"'HL Td = dA, (16.11)
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where L is a lower triangular matrix and

S=LL"andd = L"c. (16.12)
From this we can express Eq. (16.9) as

k) = LTdf(A)dTLT| %) = L-TF(H)LT| ). (16.13)

The primitive space — subspace transformation is performed using the following
sparse matrix multiplications;

H =k"Hkand S = k" Sk. (16.14)

From this one obtains the subspace GEP
Hc=ScA. (16.15)

Since the dimension of this eigenproblem is small—essentially the size of a tight
binding Hamiltonian—it is, at present, solved with standard direct diagonalisation.
However, it must be stressed that due to the filtered functions being localised this
matrix will be sparse for large systems, and therefore alternatives to diagonalisation
may be considered. After the solution of this eigenproblem is obtained the subspace
density matrix is constructed

by =Y _f(Au)enen, (16.16)
n
after which the subspace — primitive space transformation is performed

b = kbk", (16.17)

and the calculation proceeds as normal. For calculations in silicon and similar
materials we have used four functions produced using trial functions of s, and p type
symmetry. The resulting functions | k) are plotted in Figure 16.3.

We should note that, although the number of functions we are using (four) has an
obvious chemical significance for silicon, this is in no way a restriction of the
algorithm. Indeed, we may choose to use more or less functions, with full conver-
gence to the primitive basis being obvious as more functions are added. Using fewer
than four functions can also give good results, but only if the filtration is performed at
a low-enough temperature to permit this. Indeed, zero temperature filtration can
produce an exact result with only two filtered functions per silicon atom, although
this would not be practical as the functions would lose their localisation (in general),
thereby removing any advantage of this method.

16.4.1
Performance

We now detail the performance of the current algorithm including latest devel-
opments [7] and also some very encouraging preliminary results from further
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Figure16.3 (online colour at: www.pss-b.com) Filter functions from trial functions of s, p,, pyand p,
(clockwise from top-left) symmetry.

optimisations of the algorithm. As a model system we look at unit cells of silicon
created by forming n x n x n arrays of the eight atom conventional unit cell, where
2 <n<8. It must be stressed, however, that the algorithm is not limited to wide-
gap systems and is equally applicable to metals [6, 33]. The calculations use
gamma point sampling and are performed on a single core of a 2.8G Hz Intel
Xeon CPU.

Table 16.1 gives timings using an approximate filtration strategy—still good
enough to give only a ~10~* Aerror in relaxed final structures (see Section 16.4.2).
Times are given for a single self-consistent iteration. For this system, SCF cycles

Table 16.1 Timings (s) of components of a self-consistent iteration for n* (simple cubic) cells of
silicon (n = 2, ..., 8) on asingle 2.8 GHz Intel Xeon core. The first row gives the number of atoms in
each cell. See Sections 16.2 and 16.4 for a description of the algorithmic components. These
calculations correspond to the approximate filtration scheme (see Table 16.2).

64 216 512 1000 1728 2744 4096

matrix build 2.79 9.38 2299  45.05 76.48 133.99 185.11
potential calculation 0.07 022 0.8 1.15 2.11 3.44 4.84
filtration kernel 200 674 16.00 31.19 5394 8597  128.12
primitive — subspace 048 382 1241 27.61 4876 77.71  116.10
subspace diagonalisation 0.03 047 773 5258 270.63 1057.98 3740.67
density matrix build 0.00 0.07 0.86 6.11 31.88 124.13 414.33

subspace — primitive space 0.11 096 535 2488 7230 13889  213.17
calculation of real space density 0.43 153  3.75 742 1275 21.97 30.51
overhead 011 070 1.85 3.20 7.56 11.59 19.14
total 6.02 2389 71.52 199.19 576.41 1655.67 4851.99
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require fewer than ten iterations to converge the Hartree energy associated with
the difference of input and output densities to less than 10> Ha. The most notable
detail in the table is the bottom line. This shows that on a single core a self-
consistency step for a 1000 atom system takes just 200s and a 1728 atom system
less than 10 min. Therefore initial total energies of these systems can be found in
~30min and ~1.6h respectively. Clearly, even modest parallelism over the 8
cores, which may typically be in a commodity dual processor PC, reduces these to
remarkably small values, and enable even complex structural relaxations on
inexpensive hardware.

Clearly for small systems (e.g. 216 atoms) the dominant time is that of the matrix
build [Eq. (16.3)] together with the filtration kernel [Eq. (16.9)]. These have O(N)
complexity and are clearly unimportant for larger systems where the O(N°) subspace
diagonalisation begins to dominate. One somewhat surprising feature of the timings
is that the primitive to subspace transformation [Eq. (16.14)] and its inverse
[Eq. (16.17)] are not significant at any system size, occupying at most 20% of the
total time (in 216 atoms) and gradually reducing for larger systems. This is a
consequence of the sparsity of k, H and S being well exploited together with
reasonably efficient code (which achieves ~25% of peak performance) to perform
the block-multiplications.

As a final comment, it is seen that for the 1728 atom system, approximately half of
the total time is spent solving the subspace matrix eigenvalue problem. As the size of
this matrix is the same as in a tight binding calculation it may be supposed that an
accurate full DFT calculation on this system size may be performed in twice the time
of a tight binding calculation. The difference however diminishes to just 20% for the
4096 atom system and asymptotically will vanish entirely, if direct diagonalisation is
used in both.

16.4.2
Accuracy

We now analyse the accuracy of the filtration method by comparing formation
energies and relaxed structures to the parent primitive basis. The filtration algorithm
has been previously shown to produce energies and forces which are in close
agreement with those produced by the conventional algorithm [6]. We have subse-
quently looked at a variety of different systems including metals and wide band gap
materials [33]. In this section some further results are given focusing particularly
on the accuracy of equilibrium structures and the impact of filtration on the atomic
co-ordinates.

We first present a comparison of the structures of single interstitial atoms in
silicon. Three structures are presented: the 110 defect in which a pair of Si atoms
straddle a lattice site, displaced from it in (110) directions; an atom placed at a
tetrahedral interstitial site (T, in the table below), and a hexagonal interstitial site,
labelled H in the tables. The calculations were performed in unit cells containing 217
silicon atoms, using a ddpp primitive basis, the pseudopotentials of Hartwigsen
et al. [34] and k-point sampling corresponding to 2 x 2 x 2 Monkhorst-Pack grid [35].
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Structures were optimised until all components of forces on atoms were less than
5x10°au

Two filtration conditions were chosen. The first uses a cutoff radius of 12 a.u., our
standard converged value for silicon as used in previous work [6]. For this, Table 16.2
illustrates the minimal impact filtration has on equilibrium structure, with maxi-
mum deviations from the unfiltered results of order 10 *A or less. To further
illustrate the insensitivity of the structures produced by filtration, a second filtration
strategy was adopted which used a smaller localisation radius (10 a.u.) together with
an more approximate filtration kernel. This more approximate approach shifts the
total energy of the system by 0.3 Ha, an immense change but the corresponding
changes to equilibrium structure are still seen from Table 16.2 to be much less
than 107> A. The relative energies of the defects are also changed by only 20 meV by
this. This is a clear demonstration of the arguments regarding BSSE given in
Section 16.2.1. We find this result to be a general feature of our procedure.

Also shown in Table 16.2 are the relative energies of the different structures. It is
seen that the error associated with filtration is <10 meV and even the approximate
filtration invokes errors of only 20 meV. These results are typical of a number of
systems we have looked at. Although in an application of this in materials science, we
would not consider publishing the relative energy from the approximate filtration but
include it here to illustrate an important behaviour of the filtration (indeed, atom
centred localised basis set calculations in general)—even if an approximation is used
which produces gross (of order 10 eV) shifts in the absolute energy of structures, the
relative energies remain converged and the structure is almost unchanged, indeed if
bond lengths are published to three decimal places, they would appear unchanged.
This can be exploited if desired as a means of accelerating structural optimisation,
which typically consumes the majority of computing time in a research project.

As asecond example, we have considered the binding of an interstitial oxygen atom
O; to a vacancy oxygen VO centre in silicon:

VO<F(:)14>VOZ7

Table 16.2 Relative energies (AE) and errors in relaxed structures (A")—both mean (avg) and
maximum (max) errors—of various defects in silicon (see text for details).

AE (eV) Apray (MA) Ny (MA)
110 structure unfiltered 0.000 — —
standard filtration 0.000 0.16 0.01
approx. filtration 0.000 0.68 0.06
T, structure unfiltered 0.149 — —
standard filtration 0.143 0.06 0.006
approx. filtration 0.162 0.41 0.05
H structure unfiltered 0.107 — —
standard filtration 0.104 0.06 0.009

approx. filtration 0.125 0.28 0.046
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where the VO, centre consists of two O atoms in a vacancy, each forming bonds to two
of the silicon atoms and passivating the dangling bonds. In a calculation using I point
sampling of the Brillouin zone, the binding energy is found to be 1.355 eV for the
conventional algorithm and 1.354 eV for the filtered calculation, again showing a
remarkable but nevertheless characteristic level of agreement between the two
calculations.

Finally, we consider a defective metallic system, namely the ideal vacancy in
aluminium. A 3° cell (108 atoms) with a relatively large primitive basis (pddpp) was
used with a 10® uniform grid of points to perform integration over the Brillouin zone.
To converge the formation energy to within ~0.01 eV required only ~50 min on a
single core. We will shortly publish an extensive study of the accuracy of filtration
algorithm for defects in a variety of systems.

16.5
Future Research Directions and Perspectives

In this section we wish to expand on previous discussions, assess their impact on
the field and to address likely outcomes of on-going research in this exciting area. As
well as significant improvements to speed and memory requirements, recent
advances have presented a rich array of new questions and research directions
that impact a very broad range of methods and applications. As this is a very rapidly
evolving area we will spend sometime to discuss the impact of current research in
the near-term.

There are some points that are immediately clear from the work presented or likely
to be realised in the near-term:

i) Tight binding calculations, which use conventional O(N?) diagonalisation
methods, are only marginally faster than the full-DFT algorithm presented
here.

i) Calculations involving structural relaxation or saddle-point location on systems
containing ~10 000 electrons are now comfortable on a single core.

iii) The fact that the size of the primitive basis is decoupled from the size of the
filtered basis allows for larger, and therefore more accurate, primitive sets to be
used. On-going improvements to this procedure are likely to enable
calculations—essentially at the basis set limit—at a cost comparable to tight
binding.

The possibility of using low-complexity [a subset of these approaches are more
commonly referred to as ‘linear-scaling’ or ‘O(N)’] subspace kernels (such as the
recursive bisection density matrix method [36]) rather than diagonalisation leaves
open the question as to the ultimate relative performance of tight binding approaches
compared to a full KSDFT calculation in the limit of a large number of atoms. This is
due to a complex range of factors, such as matrix sparsity and spectral width, and their
relation to accuracy.
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16.5.1
Types of Calculations

Now, we shall discuss some broad types of calculations not only to highlight the
progress that has been made but also to emphasise challenges that remain.

16.5.1.1 Thousands of Atoms on a Desktop PC

The ideal computational limit for the use of Gaussian orbitals combined with
localised filter diagonalisation is large systems on a small number of cores due to
memory efficiency and low operation count. As quad-core processors are currently
rather common we are already at the stage where ~2000 silicon atoms can com-
fortably be handled on a single processor. Further algorithmic improvements
coupled with the expected release of 8+ core processor promises to facilitate
~4000 + atom calculations on such machines in the near future. This computational
limit also provides the perfect framework for calculations involving many indepen-
dent subspace kernel calls, such as for separate k-points or calculation of the
dynamical matrix. These can be effectively parallelised to allow the calculation of
vibrational frequencies of ~1000 atom systems.

16.5.1.2 One Atom Per Processor

The opposite limit to performing large calculations on an inexpensive desktop
machine is the ‘one atom per processor’ limit, in which we are interested in obtaining
energies/forces of systems extremely rapidly by way of outstanding parallel scaling.
Here, the interest is in using large capability supercomputing facilities to perform
many interdependent calculations—the classic example being long time-scale
molecular dynamics. As supercomputing facilities and architectures are leading to
a rapid growth in the number of cores available to a calculation this is an important
area of research. The current filter diagonalisation approach still has a direct
diagonalisation kernel and therefore is not suited to this computational limit.
However, virtually all other aspects of the calculation scale very well. Alternative
algorithms for the subspace kernel will have to be developed to tackle this important
class of problems.

At larger system sizes, the use of low-complexity methods, which inherently scale
well, will largely tackle the problem of scaling. However, the size of the system where
this will become realistically advantageous is not clear, and there will likely be an
intermediate size range (up to several thousand atoms) where other strategies will be
needed.

16.5.2
Prevailing Application Trends

We now turn to the impact discussions in the Section 16.5.1 are likely to have on the
prevailing types of calculations performed by users of KSDFT methods.
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In a recent work [7] it was shown that for silicon—a difficult example due to the
fairly high atom/electron number ratio—the filtration algorithm was competitive
with the conventional algorithm (using an accurate filtration radius of 12 a.u.) at 216
atoms. Indeed, with more approximate filtration (typically acceptable for force
calculations) the filtration algorithm is essentially faster at any system size
(Table 16.1).

We would consider the modelling of a defect in a 216 atom unit cell to be a fairly
small calculation, but such calculations can rapidly become large. For example, some
defects can have surprisingly long ranged strain effects and the use of cells of this size
has produced erroneous conclusions (see for example Ref. [37]). Even though atoms
far from a defect typically do not relax far from their perfect lattice site the number of
such atoms in a shell of a given radius is large and therefore they have an effect on
formation and migration energies and the like [38].

However, even point defect calculations can become demanding when tests of cell
size convergence are required—doubling the distance between point defectsina 216
atom system would require the use of the 1728 atom until cell discussed earlier. This
would usually be regarded as a very ‘large’ (read ‘time consuming’) calculation by
today’s standards. However, a glance back at Table 16.1 and we see that such a
calculation is tractable, with approximate filtration, on a single core. In the cases of
certain types of problem (e.g. charged defects) correction schemes [39-41] have been
popular to avoid performing large calculations (i.e. to avoid reaching the cubic
bottleneck). Such schemes should be viewed as complementary to performing large-
scale calculations not a replacement for them.

Maybe the ease at which ~1000-2000 atoms calculations can now be performed
will lead to a re-evaluation of many point defect problems where questions remain
over the size of supercell used. Moving away from point defects to extended defects—
the need for a few thousand atoms becomes even more necessary. The performance
improvements here will enable a far greater complexity of problem to be treated, for
engineering problems associated with imperfect interfaces; the interaction of defects
with complex environments; a more accurate treatment of dislocations; their motion
and interaction with one another and other defects. So, one could see methods able to
perform accurate calculations containing several thousand atoms as opening the
afore mentioned systems to the same level of scrutiny presently reserved for point
defects.

16.5.3
Methodological Developments

The filtration algorithm represents a significant shift, indeed a sea change, in the
speed and convenience of accurate KSDFT calculations for a range of systems sizes—
but especially for large systems. It is evident that, in many respects, calculations
involving a few thousand electrons present a comparable challenge—in terms of
computational burden—per SCF iteration to a tight binding calculation.

However, we wish to stress, these implementations are still rather new. A great
deal of scope exists, provided by these recent developments, for further optimisa-



16.5 Future Research Directions and Perspectives

tions. Also, due to the recent dramatic advances [6] parts of the code that
previously were insignificant, therefore did not warrant particular attention from
the point of view of further optimisation (such as the matrix build) have once again
become an issue and work is being done to address these topics.

From a methodological development standpoint—just as conventional algo-
rithms have aided the development of O(N) and low-complexity algorithms—
these new methods will, in turn, be of significant use in the development of new
multi-length-scale approaches, such as hybrid QM/MM modelling and the
like [42—44], as direct theory to theory comparisons will be possible. It remains
to be seen whether current hybrid approaches will be successfully, in most cases,
verified or whether a ‘length scale drift’ will occur [as has certainly been the case
for many O(N) methods] and in a few years we may be using full KSDFT for
calculations now seen as the purview of more approximate methods. Certainly
where important questions remain with such approaches—such as (i) How does
one link the QM and MM regions and decide their respective boundaries?, (ii)
How does one treat highly complex structures with no obvious reference point for
MM such as the prefect crystal?, (iii) How does one cope with a system where the
QM region becomes very large?, (iv) How does one assess the propagation of
errors as one drifts from the ‘Kohn—Sham surface’? and (v) What is the chemical
potential of the complete QM/MM system? In other words, how does one generate
the correct QM state?>—the use of a single, robust and tried and tested framework
is certainly attractive, and worth striving for.

The fact that 1000 atom calculations are becoming comfortable in serial should, at
once, put an end the oft expressed sentiment that Kohn—Sham density functional
theory can only handle ‘a few hundred atoms at most’.

Although the use of low-complexity methods certainly will become important, it is
clear that for realistic calculations the much commented upon crossover point—
where a low-complexity algorithm becomes quicker than a conventional approach—
is significantly larger than suggested by the early optimism in the literature. In fact, it
is, to a large extent, nonsense now to talk of a crossover point between low-complexity
and conventional approaches—we have already seen (in Section 16.4) a cubically
scaling algorithm benefit hugely from the inclusion of ideas from low-complexity
methodologies.

We now return to the issue of BSSE and the impact of the filtration algorithm on
this problem. Clearly, in the large system limit the subspace diagonalisation as the
final remaining O(N?) operation dominates the calculation. As this diagonalisation
is independent of the size of the primitive set, in the large system limit, large
primitive sets—previously not used because of their severe impact on performance—
can be used. This will increase the effort required in the filtration step, but this is
currently insignificant (for large enough systems), scaling linearly with system size
and taking just 3% of the total time for the 4096 atom system considered earlier.
On-going improvements in this part of the algorithm, already well in hand, will
reduce the system size at which this becomes an issue and should enable these
calculations with localised orbitals to be (almost) systematically converged, even in
routine runs. The fact that, in many respects, plane-wave accuracy for the cost of tight
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binding seems to be achievable, and possibly even transparently to the user, makes
this an exciting possibility.

16.6

Conclusions

A presentation of current and on-going developments in the AIMPRO code has been
presented. The speed of KSDFT calculations using the latest state-of-the-art algo-
rithms is comparable to a tight binding calculation. Even considering the extra
memory and operations specimen examples such as 1000 silicon atoms on a single
core are becoming comfortable and standard calculations.
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17
Ab Initio Green’s Function Calculation of Hyperfine
Interactions for Shallow Defects in Semiconductors

Uwe Gerstmann

17.1
Introduction

In semiconductor technology, besides hetero structures, shallow and deep defects are
the key ingredients. The availability of mobile hole and electrons in dedicated
functional regions of the material hinges on the ability to control the concentration
of shallow defects. This requires a clear understanding of the physics of these
important entities. In particular, the identification of defects present in a given
material often is an important challenge. Here, magnetic resonance is the most
sensitive experimental technique to address this essential problem. Structure
identification, however, cannot be done by experiments alone. The measurements
provide a set of parameters only, which have to be compared with theoretical
predictions of these quantities. Only if theoretical modeling can exclude all but one
structural model, then an unambiguous identification of defects has been achieved.
For the modeling of the microscopic structure of the defects the electronic g-tensor
and in particular their hyperfine (hf) tensors have been found to be crucial para-
meters as they contain detailed information on the wave function distribution on the
central nucleus and the ligands, whereby the latter is often called superhyperfine (shf)
interaction. With the development of the local spin density approximation (LSDA) of
the density functional theory (DFT) [1] theoretical ab initio total energy methods have
been introduced that describe defect structures in solids quantitatively. Nowadays
many computational codes provide the possibility to calculate the hf structure of the
experimental magnetic resonance spectra routinely, in most cases with the required
degree of accuracy.

However, defects in semiconductors have to be divided in two groups: (1) Deep
point defects seriously disturb the crystal in a small region centered at the defect site.
Extremely long-ranged perturbations as e.g., a Coulombic potential-tail for charged
defects or strain fields are either ignored or treated as a correction. A self-consistent
treatment of the deep defect is possible because it can be restricted to a small region in
space, a cluster, a supercell, or to the perturbed region in a Green’s function approach.
(2) For shallow defects, on the other hand, the wave function of the defect-induced
state typically extends over several hundred or even thousand unit cells and,

Advanced Calculations for Defects in Materials: Electronic Structure Methods, First Edition.
Edited by Audrius Alkauskas, Peter Dedk, Jérg Neugebauer, Alfredo Pasquarello, and Chris G. Van de Walle.
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therefore, cannot be treated directly with ab initio supercell methods. Instead, the
defect-induced change of the crystal potential is replaced by a model potential and the
defect state is treated in an empirical one-electron approximation, the so-called
effective mass approximation (EMA) [2—4]. In the simplest EMA for a substitutional
donor, e.g., the defect wave function is expanded into the Bloch states close to the
minimum of the lowest conduction band, for which the dispersion of the band can be
approximated by a parabola defining the effective mass. However, an empirical
correction is necessary to distinct between different atomic species: the so-called
central cell correction is introduced to describe the local part of the potential. The best
EMA are then able to reproduce the binding energies of shallow acceptors and
donors. The empirical character of the EMA, however, prevents a prediction of the hf
and shf parameters, decisive for an identification of the atomic structures. As a result,
the wealth of information contained in the (s)hf interaction data for shallow dopants,
the technologically most important class of defects, is completely obscured.

In this article, we show that within a Green’s function approach the central cell
correction as the empirical part of the EMA can be substituted by an ab initio
calculation of this quantity. By this, a prediction of hf splittings becomes possible,
within an accuracy comparable with that in case of deep defects. This article is
organized as follows: first, we discuss the microscopic origin of the hf structure
showing that DFT is perfectly suited to allow an accurate computation. Then a Green’s
function method is applied onto deep defects, whereby lattice relaxation is taken into
account if calculating the hf splittings. Thereafter, based on a short review of the EMA
and its empirical extensions, we present how the ab initio calculated local part of the
potential is embedded via Green’s functions into an EMA-like background. Finally,
the approach is applied onto shallow donors in silicon and silicon carbide (SiC).

17.2
From DFT to Hyperfine Interactions

17.2.1
DFT and Local Spin Density Approximation

Our main target is the calculation of the hf splittings within a many-body problem
given by the nuclei and the density of the surrounding electrons. In a first step we get
rid of the nuclear degrees of freedom using the Born—-Oppenheimer approximation.
According the theorem by Hohenberg and Kohn [5] the (non-degenerate) ground
state energy of the remaining many-electron system is a unique functional E[n] of this
electron density which, thus, provides the starting point of DFT. From a general
many-electron wave function 1 it can be obtained via

Nel
n(r) = (W) Zé(rfri)mf). (17.1)

The theory can easily be extended to include the spin polarization: Following von
Barth and Hedin [6], we assume that an external magnetic field defines the direction
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of spin quantization with 6=1, |. The ground state energy is then a unique
functional E[ng] of the spin-polarized electron densities (the spin densities) or
alternatively a unique functional E[n, m] of the electron density

n(r) = nq(r) +n(r) (17.2)
and the magnetization density
m(r) = ny(r)—n(r). (17.3)

Kohn and Sham [7] have shown that the density n(r) for interacting fermions can
be mapped onto the density for a system of non-interacting particles that are subject
to some extra energy, the exchange-correlation energy Ey[n, m]. For non-interacting
particles we know that the density n,(r) can be expanded into the sum of squared
single-particle orbitals @, 4(r)

N,
no(r) = D oo (r)l”. (17.4)
=1

For practical use these orbitals @, ,(r) are the solution of coupled single-particle
equations (the Kohn—Sham equations), whereby the electrons move in a spin-polar-
ized effective potential

Vet o () = Ve (1) +ezj M) gy VO [ ], (17.5)

[r—r/| XC,0

given by the external potential Vey, the Coulomb-potential of the electrons, com-
pleted by the exchange-correlation potential VR [n, m] that includes the many-
particle contributions and that depends on the spin direction o, on the electron
density n(r), and also on the magnetization density m(r). The exact shape of this non-

local exchange-correlation potential

SEPFT[n, m]

DFT
v Ong(r)

XC,0

[n,m] = (17.6)
is unknown. For practical applications, however, there are useful parametrization
schemes which approximate the exchange-correlation potential [8, 9] calculated
for a homogeneous spin-polarized electron gas. The resulting VioD*[n,m] =
VSDA(n(r), m(r)) depends only locally on the spin densities. This local density
approximation (LDA) of DFT has proven to yield approximate results with an
accuracy going far beyond the early expectations [1]. The perhaps most crucial
shortcoming of the LSDA can be found in connection with the fundamental band
gap of semiconductors as the gap of the single-particle energies turn out to be
too small by about a factor of two. The reason for this is a discontinuity upon a change
of the particle number that would be present in the exact exchange-correlation
functional [10, 11], but is absent in the LSDA [12]. We will come back to this
point later.
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17.2.2
Scalar Relativistic Hyperfine Interactions

Within the LSDA it is also possible to calculate the hf interaction of the magnetic
moments of the electrons with those of the nuclei. The influence of an external
magnetic field By (in the range of some 100 mT) typically leads to level splittings in the
10712...1072 eV range. The smallness of the magnetic field-induced level splittings
simplifies the computation considerably, and the influence of an external magnetic
field can be described by perturbation theory.

Although there exist a non-relativistic derivation for the isotropic contact
interaction (Fermi [13]), Breit has shown that the origin of the hf splitting can
be only described correctly in a relativistic treatment [14]. The static magnetic
field B(r) = V x A(r) caused by the magnetic moment pu; = gyuyI of a nucleus
with gyromagnetic ratio gy located at the origin is obtained using the vector
potential

Ar) = V x (ﬁ> (17.7)

r

By replacing the momentum operator p in Dirac’s equation
(CO( ‘P + Bch + Veff_Erel)|IP> =0 (178)

by the canonical momentum 5t = p—e/cA the expectation value of the hf interaction
is, thus, given in first order perturbation theory by

Eur = —e(WP]a - A(r)|W). (17.9)

Here, a.is avector of 4 x 4 matrices constructed from the 2 x 2 Pauli spin matrices oy,

@
Dy

posing into the two-component Pauli spinors ®; and ®g. For light atoms, @ is the
dominant, large component whereas ®g turns out to be small. This leads to

0y, and o, respectively, whereby |W) = ( ) is given by the Dirac spinor, decom-

Eutr = —e((®y]0 - A(r)|[Bs) + (Bs]o - A(r) [By)). (17.10)

Thus, Eyr is a genuine relativistic term that couples large and small components of
Dirac’s equation. The small component ®g can be expressed in terms of the large
component Py as

B co-p B — S(r)
T 2m + E—Veg(r) - 2me?

(I)S (0-[))(1)]_, (1711)

whereby S(r) is the inverse relativistic mass correction. By this, the hf splitting
EHF = Econtact + Eorb + Edip~, (17~12)

is the sum over the following expectation values containing the large component
only [15]:
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8m
Econtact = *7M3<‘PL\5(Y)H1 : 06(1')|(I)L>

1058
+ <®L|rja ;- or*—(u;-1)(0-1)]|DL), (17.13)
e L
Eoy = —— -l (D r_3|¢’L>: (17.14)
1
Egip = Wp(®1| 5[0 - pr*=3(0 1) (; - 1)) 1) (17.15)

In the non-relativistic limit, since S(r) — 1, only the first term in Eq. (17.13)
contributes to the isotropic contact term Eopner- By this, we obtain the results of
the classical theory given by Fermi [13], that only the probability amplitude at the
nucleus contributes. In the relativistic case, however, this first term does not
contribute at all. It is the second term in Eq. (17.13) which is the relativistic analog
to the contact interaction. For a pure Coulomb-potential around a given nucleus we
obtain
2
Vr(r) 0 2" (17.16)

r

and the derivative 0S(r)/0r is similar to a broadened d-function

105 1 rin/2

om0 o T a1y et g

(17.17)

In other words, the magnetization density of the electron in the relativistic theory is
not simply evaluated at the origin, where it would be divergent for s-electrons, but is
averaged over a sphere of radius

zé?
r'th =

== (17.18)

which is the Thomson radius, about ten times the nuclear radius. As a result, the
divergence of the s-electrons presents no problem. Also if we approximate the nuclear
potential by that of a charged volume rather than that of a point charge [16], the
divergence already disappears. However, it is important to note, that we would obtain
divergent contact terms mixing the approximations, e.g., using (scalar)" relativistic
orbitals in a non-relativistic formula.

If the ground state of the defect is a single determinantal orbital singlet state
with total spin S, we have the simple case where the orbital angular momentum

1) In the scalar relativistic treatment ®; is calculated solving Dirac’s equation but thereby ignoring
spin-orbitinteractions. This leaves the electron spin as a “good” quantum number. Already in a scalar
relativistic treatment, s-like wave functions diverge at the nuclear site (if the nucleus is taken to be a
point charge).
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is “quenched” [17]. The orbital state transforms like an angular momentum
eigenfunction with quantum number | = 0. Hence, the expectation value of the
angular momentum operator vanish, and there are no orbital contributions E,y,
to the hf interactions. Writing the N-particle wave function |®;)=|S, Ms) as a
single Slater determinantal in real space representation, the hf interaction is then
fully described by the matrix elements (S, Ms|Hyug|S, Mg) with respect to the
spin Hamiltonian

Hur = {@mS T+S B, I}, (17.19)
k

It is important to note that the matrix elements (r, =r—Ry)

1 8%
4 = E7ykjm(r)6TH(rk)d3r, (17.20)
_ 1 3r; ®rk—rf1 3

can be expressed as a sum over single-particle matrix elements with respect to the
magnetization density without the need to construct many-body wave functions first.
We have simply to insert the magnetization densities obtained from the self-
consistent LSDA calculation and obtain the hf interactions with the central nucleus
as well as with the ligands (ligand hf interactions or shf interactions). Since each of the
By is traceless, its diagonal elements can be parametrized by two parameters b, and
by, describing the axial and non-axial part of the anisotropy.

5
s AN
Ca
B
- a()_
[=
i
_ =51 4
<
_ -10\ \
density of states LA T A XK X T

Figure 17.1 The density of states (DOS) distribution for the silicon crystal broken up into states

transforming according to a, (left) and to t, (right), is compared with the energy bands plotted along
the high-symmetry directions.
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17.3
Modeling Defect Structures

17.3.1
The Green’s Function Method and Dyson’s Equation

By introducing a point defect into the otherwise perfect crystal we break the
translational symmetry, and the periodicity of the ideal crystal is lost. Nevertheless,
the method most frequently used for the computation of point defects in solids is the
supercell method: instead of an isolated system with a single point defect one
considers a three-dimensional lattice of clusters, each with a single point defect. This
crystal can be treated theoretically by the known methods of energy band theory,
however, with the cluster as the “supercell” unit cell.

The Green’s function method [18-20] embeds a single defect into an otherwise
perfect crystal (cf. Figure 17.2). For this system the effective potential Vgis splitinto
the effective potential VY of the undisturbed crystal plus some short-ranged
impurity-related potential AV

Vet = Vs +AV. (17.22)

AV can be quite large at the defect site but will decay rapidly with the distance from
the defect center. The Green’s function, G, for a perfect crystal characterized by the
Hamiltonian H, is defined as [21]

Fo— /’J,.- N
" /7 \|\\ / |'{ -\'\\ e ‘\\\
I'” "
/’/If" ™ l\‘—"/ .-/- =
o v g — SR s
@\ = =
\\-.\__ /.'/ \ '\_ P }r =
A Y i

- _//// l-.\‘l

Y

Figure 17.2  (online color at: www.pss-b.com)  (colored) the Green’s function G of the

Dyson’s equation: A perturbation AV is perturbed system is determined via
embedded into a reference system Eq. (17.29):G = (1—GoAV) ™' Go. Outside this
characterized by the “unperturbed” Green'’s region, G remains unchanged and matches Go.

function Go. Within the perturbed region

3N
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. 1
A small imaginary part added to the energy prevents a singularity forE = E,, i.e.,
within the valence and conduction bands (c¢f- Figure 17.1). Gy can be expressed in
terms of Bloch functions |, ;) for the spin state o, which solve the Kohn—Sham
equations for the perfect crystal:

. |(Pnk0><(Pnk0‘
Go(E) = 1 AULUALRLS 17.24
o(E) = lim, 2,;0 E—ie—Eppo (1724
The sum in Eq. (17.24) includes all states {n, k, 0}, not just the occupied states.
Vice versa, the Green’s function G for a given system includes all electronic ground
state properties of this system. The full information of the density of states
distribution (DOS)

D(E) = %Im TrHG(E)} (17.25)

and most important the (spin-polarized) electron densities are obtained by summing
up the occupied bands only

(1) :%Im{ J Go(E,, r)dE}. (17.26)

occ.

For a crystal containing a deep defect, the Green’s function G corresponding to the
full Hamiltonian H reads

1
G(E)= lim ———— 17.2
(E) = tm e h (17.27)
where the Hamiltonian now contains the full effective potential V.g. The Green’s

function G is related to G, by a Dyson equation

G = Go+ GoAVG, (17.28)
which can be solved iteratively

G = (1-GoAV) ' Gy. (17.29)

The solution of Eq. (17.29) is possible if we have to invert (1—GpAV) only in the
vicinity of the defect, the “perturbed region”, where A Vis non-negligible. In contrast,
the Green'’s functions G, and G extend outside this perturbed region. Despite the
localized shape of the “perturbation” AV, the approach via Dyson’s equation is very
flexible. Nowadays, it is a standard tool to describe transport properties in micro-
scopic nanostructures [22], whereby A Vis determined by the conductance electrons.

One result of a self-consistent calculation of Dyson’s equation for a defect is
the electron density n(r). It can, of course, also be decomposed into contributions
from different spin directions ng(r). For the hf interactions we will need the
magnetization density
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m(r) = %Im{ J (G (E,r.1)~GM(E, T, r)}dE}. (17.30)

occ.

We have already noted in Section 17.2.1 that in fully converged LDA calculations
the fundamental band gap turns out to be too small. For silicon, this difference is
about 0.5 eV and for wide band gap semiconductors like GaAs, GaN, or SiC, the error
is in the range of 1 eV or even larger. In some cases, defect-induced gap states, which
should be located in the upper part of the gap, are calculated to be resonances in the
conduction band. Also if this worst case scenario is not given, the hf interaction can be
affected [23]. The Green’s function method provides a way to circumvent this
problem by a rigid shift of the crystalline conduction bands by some amount A Egp;n
with respect to the valence bands, before calculating Go. This formalism, called
scissor operator Sc{E} = E + AEgy, was introduced by Baraff and Schliiter [24].
Hence, by substituting Eq. (17.24) by

o . |(pnk0 (pnkd|
Go(E)=  lim ZE e SclFrre] (17.31)

e—0"

we are able to adjust the fundamental gap to a given experimental value. It is
important to note here that this has to be done only once, namely if calculating
the Green’s function of the ideal crystal. Afterwards, since the Green’s function
approach is applied in real space without the need of periodic images, the band
edges are retained, and each one-particle level is corrected automatically in a self-
consistent way.

17.3.2
The Linear Muffin-Tin Orbital (LMTO) Method

For a periodic system like a crystal, one might consider a plane wave expansion to
be the simplest computational method. And indeed, most supercell calculations use
the pseudopotential method for which the inclusion of short-ranged lattice relaxa-
tions is relatively straightforward. Since by construction the pseudo-wave functions
do not include the rapid oscillations in the core region, the resulting spin pseudo-
wave densities are not directly applicable for the computation of hf interaction matrix
elements, determined in the vicinity of the nuclei. Van de Walle and Blochl [25] used a
projector formalism to reconstruct the original wave function from the pseudo-
functions. Alternatively, in the muffin-tin methods, V.gis assumed to be spherically
symmetrical within atomic spheres around R;,

gy L V=R i r-Ry| <
Vi Rj)f{ const. else, (17.32)

and the Kohn—Sham orbitals are expanded into spherical harmonics times a radial
solution. Different muffin-tin methods are in use which differ in the technical
procedure used to construct a regular Bloch wave from the partial wave solutions
obtained within the atomic spheres: the Korringa—Kohn-Rostocker (KKR) method
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[26, 27], the linear muffin-tin orbital (LMTO) method [28, 29], and the linearized
augmented plane wave (LAPW) method [30]. Compared with the pseudopotential
method the muffin-tin methods have the advantage that the correct electron and
magnetization density in the nuclear region can be directly and very accurately
obtained, which is decisive for the hf interaction. All muffin-tin methods, however,
share the disadvantage that they are technically difficult and, due to the use of atomic
spheres, less flexible with respect to larger lattice relaxations, although there are full-
potential versions of all the muffin-tin methods, FP-KKR [31], FP-LMTO [32], and
F-LAPW [33].

In this work, we use the LMTO-ASA method since it provides perhaps the easiest
and straightforward way to realize the Green’s function method via a muffin-tin
approach [20]. In the atomic spheres approximation (ASA) the sphere radii for the
integrals are chosen such that the unit cell volume equals to the sum of the ASA
sphere volumes. In this approximation, the ASA spheres overlap slightly and the
contribution of the neglected regions are assumed to be cancelled by the double-
counted overlap. For open structures like semiconductors, additional “empty”
spheres centered around the highly symmetrical interstitial sites of the lattice have
to be inserted in order to optimize the volume-filling. We have extended the LMTO-
ASA Green’s function approach to include moderate lattice relaxations. For the
resulting distorted structures the concept of space-filling ASA spheres is no more
straightforward. Here, the concept of a Voronoi tessellation is very helpful
(¢f. Figure 17.3), whereby the decomposition of a metric space is determined by
distances to a discrete set of points, the center of the Voronoi cells (either given by a
nucleus or the center of an empty cell) [34]. The concept can be easily extended to
hetero-atomic structures using a weighted decomposition. Here, we use the so-called
Bragg—Slater radii [35], whereby the ASA condition of space-filling spheres can be
easily fulfilled by constructing an ASA sphere S; with radius s; to each Voronoi cell Z;:

V(S) = V(Z)). (17.33)

Using the in this way extended ASA approximation, we solve Dyson’s equation in
LMTO matrix representation [20]

Figure 17.3  (online color at: www.pss-b.com) Wigner—Seitz cells of a two-dimensional regular
structure (left) and in comparison a disordered structure divided into Voronoi cells (right). Possible
non-overlapping muffin-tin radii are also given.
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{1+ " (E)[AP(E)-AS]}g(E) = g°(E), (17.34)

within a “perturbed region” large enough to allow a proper description of ASand AP.
Here, AP = P—P? is the localized, diagonal perturbation of the so-called potential
function [20] describing the electronic structure of the investigated atomic structure,
and ensuring that the partial waves from the muffin-tin spheres fulfill the correct
bounding conditions. AS = Sy 5 —S RO RoL is the relaxation-induced change of the
LMTO-ASA structure constants

M@ e\ )
SR/L/,RL = (_1) +18ﬂ5 W ( ) CLL/L’ YL”( RR,)7

I dRR, m
(17.35)

A

whereby C,/;n := [o Y. (r) Y5 (1) Yy (7)dQ and Y. (F) as spherical harmonics with
L = (I, m). The calculation of the rather extended matrix AS is more elaborate: the
long-ranged tails of the matrix elements are split up and treated by generalized Ewald
sums [36], whereas the short-ranged contribution are calculated in a next-nearest
neighbor approximation.

In the general case, the atomic position {R} of the relaxed structure can be taken
from pseudopotential calculations. The electronic structure to the relaxed structures
can then be calculated via Eq. (17.34), including the (s)hf parameters of paramagnetic
states. We will see, however, that in some cases with rather moderate relaxation,
the extended LMTO-ASA GF approach is also able to predict at least the nearest
neighbor relaxation.

17.3.3
The Size of The Perturbed Region

Using a Green’s function method, the spin densities arising from the defect states are
not completely contained in the rather limited volume of the perturbed region.
Surprisingly, this does not cause a problem as will be shown in the following, taking
the isolated As/, antisite in GaAs as a reference system (Table 17.1 where also well
established experimental data is available):

The gap state, that mainly gives rise to the magnetization density (See Figure 17.4)
and, thus, to the hf interaction of the paramagnetic Asd, charge state, transforms
according to the a, irreducible representation of the group Tj. For the neutral and the
two-fold positive, diamagnetic charge states, this state is unoccupied. The total
energies, E, and the single particle eigenvalues of this gap state, E(a,), also shown
in Table 17.1 seem to depend on Ny in a rather unsystematic manner. However,
the variation of E,., for the E2* and E° charge states is practically identical with that for
E*,and therefore, the charge transfer energies are essentially independent of Nyoms.

In Table 17.1 we also show the convergence of the corresponding hf interactions,
calculated using perturbed regions of different sizes. The magnetization density is
mainly concentrated on the central antisite atom, where it gives rise to the largest
nearly isotropic hf splitting, and on its four nearest neighbors, where it is predom-
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Table 17.1 The influence of the size of the
perturbed region on the total energy, Eio, the
gap state energy E(as), the magnetic moment of
the gap state (15, and the total magnetic
moment Wyer Within the perturbed region, as
well as the hf interactions (MHz) (upper line for
a, lower line for b) for the 3% outward relaxed

isolated Asd, antisite in GaAs. Beside the hf
values for the central Asd, nucleus, the shf
splittings due to several neighbor shells of the
crystal host are also given. Nyoms is the number
of atomic ASA spheres in the perturbed region.
Experimental data taken from Refs. [37, 38].

Natoms Etot E("]) ”gap upert Asé—a As Ga As As
0,00 (1,,) (220 (1,1,3) (3.3,7)
1 —107.83  1.478 0.097 0.113  2811.
5 —107.47  0.988 0.469 0499  2778. 187.7
46.1
11 —108.09 1.080 0.572 0.598  2846. 175.3 8.8
45.8 1.5
23 —108.04 1.063 0.614 0.638  2839. 175.8 7.4 0.3
45.7 15 —0.2
47 —-107.82 0995 0.817 0.840  2879. 173.2 3.9 0.1 22.3
46.6 14 -1.9 4.2
exp. 2650. 1693 - - 21.5
53.2 - - 2.2

Figure 17.4  (online color at: www.pss-b.com)
Contour plot of the magnetization density for
the isolated AsZ, antisite in a (110) plane in
GaAs (taken from Ref. [44]). The left panel
shows the contribution of the gap state, the right

part gives the total magnetization density. The
Ga (As) lattice sites are at the lower (upper) side
of the zig-zag chain of nearest neighbor bonds,
respectively.
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inantly p-like. The smallest conceivable perturbed region consisting of the defect ASA
sphere alone contains about 10% of the magnetic moment of the defect. Yet, we
obtain a central contact hf interaction at the Asg, antisite nucleus which is only 2%
smaller than the value obtained for the largest perturbed region with 47 atoms. It is
obvious and quite impressive that via the Green’s function approach the defect is
really embedded in an infinite background. Even if we do not present the data
explicitly, the reader should believe that this procedure also works in the case of a
vacancy: only an empty sphere is then necessary to obtain at least rough estimates.
From Table 17.1 we see that for different sizes of the perturbed region the hf
interactions with the nuclei at the “surface” of the perturbed region is slightly
overestimated. With a further increase of Nyoms the corresponding values are
reduced to better values. For the contact hf interactions of the more distant Ga
(2,2,0) and As(1,1, 3) ligands the convergence apparently is quite poor, but here the
magnetic moments for the ligand ASA shells are extremely small. The value of 4 MHz
for the contact interaction with a [69] Ga nucleus corresponds to 2 x 10~* of a single
s-like spin only.

17.3.4
Lattice Relaxation: The Asg,-Family

Experimentally well understood, the isolated Asg, antisite is only one member of the
technologically very important Asg,-family: At least four different Asg,-related
defects with almost identical hf structure have been detected by magnetic reso-
nance [37-39]. Their thermal stability is quite puzzling: the well established isolated
Asg, defect is obtained by low-temperature electron irradiation of semi-insulating
GaAs and disappears at room temperature [40], when in electron-irradiated material
the so-far unidentified Asc,-X; defect is observed. At T=7520K the Asc,-X; defect
disappears and the so-called EL2 becomes dominant. The latter defect is quite stable.
It is the dominant defect in semi-insulating GaAs [41, 42] where it determines the
position of the Fermi level. The EL2 can be eliminated by a rapid quench from
1100 °C [43] and is recovered by annealing the sample above 750 °C. Its paramagnetic
properties strongly suggest the EL2 to be a nearly tetrahedral defect. If the EL2 is not
the isolated antisite it should be, thus, at least some pair or complex with some other
partners. However, the exact microscopic structure of the EL2 defect is still contro-
versial (for a review, see Refs. [39, 44]).

Another interesting aspect of the members of the family of Asg,-related defects is
their metastability. Theoretical ab initio calculations [45-47] have shown that a lattice
relaxation around the Asg, antisite atom is responsible for the defect metastability.
We have, thus, investigated the influence of the lattice relaxation onto the hf
interaction (See Table 17.1 for the largest perturbed region). For the isolated
tetrahedral point defects a symmetry-conserving relaxation of the nearest neighbors
was included to determine the lattice relaxation from the minimum of the total
energy. For the neutral isolated As?, point defect we find a minimum of the total
energy if the distance to the nearest neighbors is increased by 4.7% with respect to the
bond-length in the unperturbed crystal. The energy gained by this relaxation is
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0.32eV. A very similar relaxation (4.0%, 0.33eV energy gain) was reported by
Dabrowski and Scheffler [45] for a 54-atom supercell calculation. For the defect in
the singly positive, paramagnetic charge state the relaxation reduces to 3% (1.4% for
the double positive charge state). For the relaxed defects the calculated charge
transition energies are E2*/* = E, 4+ 0.98eVand E*/° = E, + 1.18 eV, if the band
gap is adjusted to the experimental value by the Scissor operator, somewhat smaller
than the results (1.25 and 1.5 eV, respectively) obtained by Baraff and Schliter [48]
and by Delerue [49]. Without such an adjustment of the gap, the charge transition
energies would be E, + 0.37eV and E, +0.55 eV, respectively.

Figure 17.5 shows the calculated total energy for the isolated As{, defect as a
function of the nearest neighbor distance d for a relaxation that does not alter the
tetrahedral defect symmetry. Also shown is the dependence of the hf interactions
with the antisite nucleus and of the shf interactions with the nearest neighbors. As is
the case for all deep donor states, the hf interaction with the donor nucleus is quite
sensitively dependent on the nearest neighbor distance. In our case, the moderate 3%
outward relaxation obtained for the minimum of the total energy leads to a 7%
decrease of the hf interaction with the central nucleus (the same relaxation leads to a
9% decrease of the isotropic shf interaction and a 5% increase of the anisotropic shf
interaction with the nearest neighbor nuclei).

Similar to the case of elemental semiconductors [50], the magnetization density is
the subject of strong oscillations (See also Table 17.1): The shf splittings are rather
small at the (2,2,0) and (1, 1, 3) neighbors, but again much larger at the more distant
(3,3,1) neighbor, the fifth shell of neighbors. In particular, there are no larger
interactions with the Ga nuclei, in agreement with the fact that these have not been
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Figure 17.5 (online color at: www.pss-b.com)  relaxation normalized to its respective

Calculated total energy for the AsZ, antisite as a
function of the nearest neighbor distance d

(left). do is the nearest neighbor distance for the
unrelaxed GaAs crystal. The right panel shows
the relative change of the hf interactions upon

unrelaxed values ag and by: Contact interaction
with the antisite nucleus (square) and contact
(full triangle) and dipolar (open triangle)

interactions with the nearest neighbor nucleus.
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detected by (optical detected) electron nuclear double resonance (OD)ENDOR. A
detailed comparison with experimental data [37] shows a close agreement already for
the interactions that had been calculated without taking into account a lattice
relaxation. Nevertheless, the agreement is substantially improved if the lattice
relaxation is included.

Since the hf interactions both with the central As nucleus and with the first shell of
Asligands are strikingly similar for all members of the Asg, family, it can be excluded
that the experimentally observed paramagnetic states of any member of the Asg,
family are subject to a major lattice relaxation of the Asg, nucleus. In Ref. [44] it has
been furthermore shown that for the technologically important EL2 defect the
Asca—As; model can be excluded based on this argument and high-field OD(ENDOR)
experiments [51]. Since a slight but definite deviation from tetrahedral symmetry is
observed in these experiments, it appears that the thermally most stable defect in the
Asg, family is some defect aggregate. This at first view paradox observation has been
proposed as the most likely solution, in which near room temperature the EL2
transforms to an isolated tetrahedral defect and that the deviations from tetrahedral
symmetry observed experimentally are caused by the pairing with some other mobile
defect, e.g., shallow acceptors or donors, which occur while cooling the sample.

17.4
Shallow Defects: Effective Mass Approximation (EMA) and Beyond

In the last section we have seen that shallow dopants, acceptors as well as donors can
form complexes with intrinsic defects. In these complexes, the dopant levels appear
in ionized form, so that the resulting complex form again a deep defect. Also the
ionized charge state of an isolated donor is a deep defect, and the defect-induced
change of the DOS is well localized. In the neutral charge state of the defect, however,
the additional electron is rather extended. Only weekly bound, the donor electron
provokes a hydrogen-like series of bound states with binding energies small
compared to the fundamental band gap and with an effective Bohr radius that
may exceed 100 A. Whereas now a days supercell calculations of up to 1000 atoms
nicely describe the ionization energies, the quantitative description of the spatial
distribution of the wave function still remains a challenge. We will illustrate this
problem taking conduction electrons in 4H-SiC as an example: Here, the delocal-
ization of the electron wave function can be characterized by an effective Bohr
radius of about 13 A [52]. As a consequence, only 30% of the donor electron are
found in a region containing 750 atoms around the donor atom (Figure 17.6). This
is also demonstrated by recent 576-atom supercell calculations [53] where in
comparison with experiment the localization of the donor wave function at a
central P nucleus and the four neighboring ligands is overestimated by a factor of
three (2.1%instead of 0.8%). In other words, the usual ab initio methods still cannot
be used straightforward to treat the shf structure of these strongly delocalized
defect states. Instead, we fall back on the empirical EMA as a standard tool to
describe the wave function of shallow defects.
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Figure 17.6 (online color at: www.pss-b.com)  ri =13 A[52] e.g., huge supercells with more
Delocalization of EMA-like donors: The radial ~ than 40 000 atoms would be necessary to reduce
probability distribution |®(r)[*r? becomes the artificial overlap of the periodic images of
maximum at the effective Bohr radius rj. But  the wave functions to a more or less acceptable
only 29% of the electron are found in a sphereof  value below 10%.

radius ry (solid curve). For 4H-SiC with

The EMA “predicts” ionization energies and in addition the hydrogen-like series of
bound states that agree sufficiently well with experimental data (for a review, see the
classical article by Kohn [4] or the more recent article by Ramdas and Rodriguez [54]).

The comparison with experimental EPR data, however, shows the EMA results for
the shf interactions to be at most qualitatively correct. In the following, this apparent
failure of the EMA is discussed in comparison with results of an empirical
pseudopotential calculation that provides accurate donor binding energies and
corrected wave functions. Finally, we show that a Green’s function based method
allows an ab initio description of the magnetization density of shallow defects,
including the resulting hf and shf splittings.

17.4.1
The EMA Formalism

The problem of a shallow defect can be divided into two parts: D°=D" + e
Providing a deep defect, the ionized donor D" can generally be treated using the
standard methods for localized states. This deep defect gives rise to some potential
AV, that apart from a local part AV, asymptotically approaches the potential of a
screened point charge:
&2
AV+ (1’) = —; +AV10C31(1')‘ (1736)
The extra electron e~ present in the neutral charge state D° is delocalized and moves
within this potential, hardly disturbing the electron density of the deep state D .
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Thus, the electron density for the extra electron is expected to coincide with the
magnetization density of the donor state. Within the EMA [4] the extra electron is
described by a single-particle wave function W(r) which obeys the Schrédinger
equation

hz
(— 5V Vaow (1) + AV (r)—E> W(r) = 0. (17.37)

We expand W(r) into a complete orthonormal set of Bloch functions ¢, (r) =
U, 1(1)e* T leading to

W(r) = furf(r). (17.38)

n.k

Moreover, only states near the minimum of the conduction bands are assumed to
contribute to the expansion Eq. (17.38). Hence, the Bloch states obey u, x (1) & Uy i, ()
and their energies can be expanded around this extremum. For the simplest case of a
non-degenerate conduction band edge at the I' point of the Brillouin zone, we assume

2

Eex = Ecx, + 5— (k—ko)?, (17.39)

2m*
with an isotropic conduction band mass m*.

This brings us to an equivalent problem for the hydrogenic envelope function
®(r): the effective mass equation (EME) reads

(— 2’?; ViLAV, (r)—(E—EC‘kO)) O(r) =0, (17.40)

with m* absorbing the periodic part of the potential. To proceed further we specify the
potential AV, . Far away from the impurity AV, is approximated by the potential of a
point charge screened by the dielectric constant €,,. Anticipating that most of the
particle density is delocalized, we approximate AV, by its asymptotic form — :—i 1
and neglect the specific local part of the potential completely.

With these approximations the eigenvalue problem (17.40) is identical to the
elementary quantum mechanics textbook problem of the hydrogen atom. The
solution for a particle of mass m* = f§ m, moving in the screened Coulomb-potential
can be written as

D, (1) = <£> " Ry (% |r|> “Yim (ﬁ),

B Ry
En‘l:C’kO_goo_zﬁ. (1741)
With €y ~ 10 and m* ~ 0.1m, we obtain an effective Rydberg energy of
Ry* =10"°Ry and an effective Bohr radius rj; = 10%rp. All approximations made
appeartobevalidunderthese conditions, exceptforthe central cell, which containsavery
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smallfractionoftheextraelectrondensityonly. For thecomputationofhfinteractionsthe
hydrogenic envelope function ® must be replaced by the true wave function W.

In disagreement with the values of 53.73 meV, 45.53 meV, and 42.73 meV deter-
mined experimentally for As, P, and Sb in silicon [55], the best EMA predicts
31.27 meV for all the group V donors. This failure is of course a consequence of
the neglect of the local part AV, of the potential that would be necessary to distinct
between different atomic species. A suitable central cell correction must be found to
account for the so-called chemical shift within the binding energies.

17.4.2
Conduction Bands with Several Equivalent Minima

Besides the shollow electron centers in the silver halides AgCl and AgBr [56], we are
not aware of experimental shf interaction data for shallow donors in a direct
semiconductor with a conduction band minimum at the I point. EPR and ENDOR
data are available for donors in the more conventional semiconductors Si and SiC.
These have several equivalent conduction band minima far off the I point of the
Brillouin zone. For silicon e.g., the conduction band has six minima at
kf)l) = 0.8542%(1,0,0), along the so-called A axis near the boundary of the Brillouin
zone. The solutions for the i different conduction band minima (the valleys) are
degenerate. In order to construct realistic wave functions, symmetrical linear
combinations of the single-valley wave functions from all equivalent valleys
are required. ,

Whereas the single-valley solutions Cbi?olo(r) decay exponentially without nodes,
the symmetrized wave function '

6
5 (A1) 1 -
D@y 0(r) =D —=Py(r), (17.42)

describing the ground state and transforming according to the A; irreducible

representation of the group T;is oscillatory because of the ¢ T factors in Eq. (17.38).
Except at the donor site, the resulting magnetization density appears to be hardly
related to the lattice structure (see right part of Figure 17.7). It shows an additional
artificial mirror symmetry with respect to the horizontal (001) plane through the
donor which is absent in the atomic positions. In addition, the first node of @1 ¢ o4, (r)
nearly coincides with the nn ligand nucleus and, therefore, the isotropic shf
interaction with the 2°Si nn nuclei (which one would naively assume to be largest)
virtually vanishes.

17.4.3
Empirical Pseudopotential Extensions to the EMA

There were several attempts to find a central cell potential correction. Baldereschi[57]
has pointed out that intervalley potential matrix elements are of particular impor-
tance. These are screened by the dielectric function e(q = kg) —k(()] ) ) rather than by the
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full dielectric constant ... Several empirical pseudopotential schemes have been
developed giving reliable ground state donor binding energies (for a review, see
Pantelides [58]). Among these calculations, the calculation of Ivey and Mieher [59, 60]
for group V donors in Si undertakes a calculation of the shf interactions. A model
pseudopotential screened by the dielectric function is fitted to reproduce the
experimental binding energy. In contrast to the EMA calculations, all k points
throughout the Brillouin zone are sampled and u, i (r) is not approximated by some
Un, (). If compared to the EMA density, the resulting density of the donor electron
has lost the mirror symmetry, retaining only the desired A; symmetry of the atomic
structure (see also central part of Figure 17.7). The shf interaction of the nearest
neighbors, however, are still by about two orders of magnitude too small. In
consequence of this failure of the EMA and its extensions, the wealth of information
contained in the shf interaction data for shallow donors is completely obscured. In
the best case we need an ab initio calculation to unravel the experimental data.
Without such a calculation we cannot identify a single ligand shell from its shf
interaction data.

17.4.4
Ab Initio Green’s Function Approach to Shallow Donors

In section 17.3.3 we have shown, that the Green’s function method allows an accurate
description of the hf interaction, already if the perturbed region contains only 10% of
the magnetic moment of a deep defect. It is this observation that brings us to the idea
that the same should also be possible in the case of shallow states where up to 90% of
the delocalized electron are found outside the largest conceivable perturbed region.
Hence, the basic idea is now to substitute the empirical part of the EMA, the central
cell correction, by a first-principle description in which AV}, in Eq. (17.36) is
calculated self-consistently and embedded via a Green’s function approach into an
otherwise periodic, EMT-like background [61].

Similar to the case of the As-antisite in GaAs, we solve Dyson’s equation within a
“perturbed region” that contains the donor and five shells of ligands (47 atoms in
total) and six shells with 42 “empty” spheres to reduce the overlap of the ASA spheres.
In the ENDOR experiments for group-V donors in Si no symmetry-lowering lattice
distortions have been detected [62]. Minimizing the LMTO-ASA total energy by a
symmetry-conserving relaxation of the nearest neighbor distances we find a min-
imum for a nearest neighbor distance that is decreased by 1% for P, and increased
by 3% AsY; and by 6% for SbY, respectively with respect to the distance in a perfect Si
crystal. For P, and As?,, these values are reproduces by 216-atom supercell calcula-
tions [63]. For Sb, however, a considerably larger outward relaxtion of 9% is
predicted. We are of course more confident to the supercell geometry where all
atoms are allowed to relax freely. Hence, in all what follows we use the 9% supercell-
value for Sby,. By this, we obtain considerably improved values if compared with the
values given in our original work [61].

Since in our approach we ignore the long-range tail of the Coulomb-potential for
that part of the induced density that is not contained within the perturbed region, we
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do not find a shallow gap state but rather a resonance just above the onset of
the conduction band. Thus, we cannot hope to obtain meaningful donor energies by
this approach.

Figure 17.8 shows the change of the density of states (DOS) introduced by the
defect (the “induced” DOS) for the three group-V donors in comparison with the DOS
of the unperturbed crystal. In our approach we separate densities that arise from
states transforming according to the different irreducible representation of the group
Ty In Figure 17.8 we display the a,-like densities only, suppressing the t, and e-like
resonances that are ascribed to excited states. The induced DOS for P%; and As%; show
a relatively well-defined minimum near 1.6 eV above the valence band edge, for Sb%;
the resonance is much less pronounced. Starting from an effective one-particle
picture, we shall consider the induced DOS below this minimum as a substitute for
the shallow gap state. It contains about 15% of an electron within the perturbed
region for PY; and AsY;, while for Sb; we find as little as 8% of an electron. Identifying
the resonance below the minimum with the extra electron, we calculate the spin
polarization of all electrons within the LSDA. The resulting magnetization density
plotted for AsY; in Figure 17.7 (left) is qualitatively different from the EMT result
(right), in that it does not show the spurious inversion symmetry characteristic for the
EMT. Instead it has some similarities with the envelope function obtained by Ivey and
Mieher (central), with the clear distinction that there is no well-defined minimum at
the nearest neighbors. A more detailed comparison of the different approaches is,
however, possible via hf and shf data of ENDOR spectra, showing that our present
approach is superior to the Ivey and Mieher (I-M) and the EMT methods (see
Tables 17.2 and 17.3):

For the central donor nuclei the experimental values for the hf splitting are nicely
reproduced within 5% for all donors — P, As, as well as Sb. Also for the nearest
neighbor (1,1,1) shell, the isotropic and anisotropic shf interactions of our resonance
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Figure 17.8 Density of states per impurity AsY, the dashed line is for P, and the dash-
(DOS) that transform according the a, dotted line is for the SbY, donors. The dotted line
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Table 17.2  Isotropic hf and shf interactions (in  Ivey and Mieher (I-M), and an EMT approach.
MHz) for group-V donors in Si. Experimental  All data shown

values from Ref. [62] are compared with have a negative sign. For Sb the values in
theoretical results of the present LMTO-GF parenthesis belong to a smaller ligand
approach, the pseudopotential approach from  relaxation (6% instead of 9%).

shell donor exp. this work I-M EMT
(0,0,0) 31p 117.5 121.4 71.2 448.
75As 198.3 198.6 120.0 850.
121}, 186.8 175.4 89.4 548.
(66.8)
1,1,1) P 0.540 0.518 0.036 1.524
As 1.284 1.168 0.060 2.424
Sb 0.586 0.405 0.090 1.232
(2.053)
(2,2,0) P - 0.115 0.608 0.861
- 0.193 0.788 1.216
Sb - 0.312 0.532 0.734
(0.587)
(1,1,3) P - 0.053 - -
As - 0.179 - -
Sb - 0.025 - -
(0.001)
(0,0,4) P 5.962 2.963 5.484 8.414
As 7.720 3.160 7.606 11.400
Sb 6.202 3.725 6.202 7.324
(2.923)
(3,3.1) P 1.680 1.461 1.776 0.988
As 2.242 2.351 2.590 1.290
Sb 1.008 0.910 1.212 0.872
(0.848)

states compare favorably with the experimental data. The agreement is in fact much
closer than for the I-M and EMTresults for this shell. This becomes in particular clear
if analyzing the ratio b/a which characterizes the hybridization at the (111) ligand
shell (See also Table 17.3). For P and As, the values are rather insensitive to lattice
relaxations. In case of Sb however, the 9% outward relaxation is necessary to predict a
correct hybridization, b/a = 1.09 in comparison with the experimental ratio (b/a).,
=0.89. Note that for a reduced relaxation of 6% a much too small ansiotropy ratio of
0.12 is obtained [61]. The next two neighbor shells have not been identified exper-
imentally, presumably because the isotropic shf constant is below about 600 kHz, the
“continuum” of many overlapping ENDOR lines. This explanation is in line with our
results. Note that for the (2,2,0) shell both I-M and EMT predict hf interactions that in
contrast should be readily observed. For the (0,0,4) shell the isotropic shf data are
predicted too small by a factor of 2. For the outermost (3,3,1) shell in the perturbed
region our results compare again quite well with the experimental data.
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Table 17.3  Anisotropic hf and shf interactions = LMTO-GF values compare reasonably well with
(the axial component b in MHz) for group-V the experimental hybridization ratio b/a [62].
donors in Si. In contrast to the pseudopotential ~ For Sb the values in parenthesis belong to a
approach from Ivey and Mieher (I-M) [60], our  smaller ligand relaxation (6% instead of 9%).

shell donor exp. this work 1-M
b b/a b b/a b b/a
(1,1,1) P 0.70 1.296 0.66 1.274 0.49 13.611
As 1.26 0.981 1.14 0.976 0.93 15.500
Sb 0.52 0.887 0.44 1.086 0.35 3.844
(0.25 0.122)
(2,2,0) P - - 0.01 0.087 0.03 0.049
As - - 0.02 0.104 0.03 0.038
Sb - - 0.01 0.025 0.02 0.038
(0.06 0.102)
(0,0,4) P 0.02 0.003 0.02 0.007 0.02 0.004
As 0.03 0.004 0.02 0.006 0.02 0.003
Sb 0.02 0.003 0.02 0.005 0.02 0.003
(0.05 0.017)
(3,3,1) P 0.06 0.036 0.05 0.034 0.04 0.023
As 0.08 0.036 0.09 0.038 0.08 0.031
Sb 0.03 0.030 0.04 0.040 0.03 0.025
(0.03 0.035)

Altogether, the oscillating behavior of the shf splitting is qualitatively correct
described. In contrast, the one-particle theories are by no means able to describe the
correct order of the contribution of the different shells. Ivey and Mieher [60] have
suggested that the discrepancy in their pseudopotential approach is due to the neglect
of the lattice relaxations, an explanation that at least for P and As is not supported by
our results. More important, according our Green’s function calculation, the shf
interactions are only to a small part due to the conduction band resonance: more than
75% of the isotropic shf'is caused by the spin polarization of the valence band states.
Such polarizations are not included in the one-electron approach of I-M, which may
explain in part the striking discrepancy between the experimental data and the results
of the one-electron theories.

The agreement between theoretical and experimental hf and shf data, confirms
that the resonance is a valid representative of the ground state of the shallow defect
state. One may wonder whether these interferences can be found in an approach
where the Coulomb-potential that extends outside of the perturbed region has to be
cut. However, we have to note again that there is a clear distinction between the long-
ranged wave function and the long-range part of the Coulomb-tail of the potential,
although the two quantities are of course not completely independent. Whereas the
latter determines predominantly the ionization levels, it is the spatial distribution of
the wave function that gives rise to the shf splittings. It is the specific benefit of the
Green’s function approach that it allows to describe the wave function of a defect
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correctly, although some parts of the long-ranged Coulomb-tail of the potential are
ignored or approximated in a simple way. In order to prove that our shf results really
do not suffer from termination errors we have calculated Green’s functions for
different perturbed regions. When decreasing the size of the perturbed region, the
maximum of the resonance slightly shifts to higher energies, thereby decreasing the
moduli of all hf and shf data monotonously. This decrease is not dramatic and
amounts to less than 10% if we come down to a perturbed region that consists of the
donor and 2 shells of ligands.

17.5
Phosphorus Donors in Highly Strained Silicon

Several approaches to built up solid-state based quantum computing hardware are
actively pursued. The possible integration with existing microelectronics and the
long decoherence times [65—67] are particular advantages if using the nuclear or
electronic spins of phosphorus donors in group-IV semiconductors as qubits [68-71].
These concepts require gate-controlled exchange coupling between neighboring
donors. However, to control the exchange coupling in semiconductors, the donor
atoms have to be positioned with atomic precision [72] since the strength of the hf
interaction, decisive for the rate at which two-qubit operations can be performed,
varies strongly at the atomic scale due to Kohn-Luttinger oscillations of the donor
wave function [69, 73, 74], already discussed in the last section. Under uniaxial
compressive strain in [001]-direction, two conduction band minima are lowered in
energy which is expected to suppress the oscillatory behavior in the (001) lattice
plane [73].

In a recent work [75], the hf interaction of phosphorus donors in silicon was
studied as a function of uniaxial compressive strain in thin layers of Si on virtual SiGe
substrates, extending the regime investigated by Wilson and Feher [76] by a factor of
20 to higher strains. Fully strained 15 nm-thin P-doped ([P] ~ 1 x 10" cm~3) silicon
epilayers were grown lattice matched on virtual relaxed Si;_,Ge, substrates with
Ge-contents x = 0.07,0.15,0.20, 0.25, and 0.30. The Si; _,Ge, layer determines the
strain of the Si epilayer: The higher lattice constant of SiGe alloys with respect to Si
leads to biaxial tensile strain, accompanied by a compensating uniaxial compressive
strain in growth direction (cf. inset in Figure 17.9), whereby the substrate with the
highest Ge-content leads, of course, the largest strain. By high-resolution X-ray
diffraction (XRD) it was shown that the compression in growth direction indeed
follows linear elasticity theory.

To observe the P donors with high sensitivity, electrically detected magnetic
resonance (EDMR) was used which monitors spin resonance via the influence of
spin selection rules on charge transport processes [77-79]. The unstrained silicon
layer provides the expected fingerprint of an isolated P-donor [80, 81] with an
isotropic g-factor of g=1.9985, whereby the characteristic hf-split satellite lines with
a separation of Ayr = 117.5 MHz are clearly resolved. For the strained epilayers, in
contrast, the hf splitting decreases monotonously with the applied strain. Simulta-
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Figure 17.9  (online color at: www.pss-b.com) is shown by open circles, whereby those

Relative hf splittings observed for P in fully
strained epilayers on Siy_,Ge, substrates as a
function of the Ge content x and the resulting
valley strain y = ~(a)—a.) (see also Ref. [75]).
Black dots indicate the experimental data. The
DFT-results for valley repopulation only are
indicated by open squares and reproduce the
prediction of Wilson and Feher (dashed line).

additionally including nn relaxation are shown
by triangles. The insert shows the out-of-plane
lattice constant a, of thin Silayers (thickness 12
unit cells) as a function of the in-plane constant
a predicted by supercell calculations compared
to linear elasticity theory (strait line). Pure Siand
Ge substrates are shown by dashed vertical
lines.

The influence of strain-induced volume change

neously, the resonance line becomes clearly anisotropic. For example, for the epilayer
with (a, —as;)/asi = —0.00729 obtained by a substrate with 25% Ge content, the
isotropic hf splitting shrinks to 26.9 MHz, while Ag= (1.21 & 0.06) x 107>,

17.5.1
Predictions of EMA

For an isolated P donor atom in unstrained Si, the isotropic Fermi-contact hf
interaction Ayr in the non-relativistic limit is proportional to the probability
amplitude [(0)|* of the unpaired electron wave function at the nucleus, giving
rise to the hf satellite lines separated by Aps = 117.5 MHz. To determine [(0)|*, we
first note that the cubic crystal field leads to the formation of a singlet ground state
and a doublet and a triplet of excited states instead of a six-fold degenerate ground
state. Only the fully symmetric singlet ground state has a non-vanishing probability
amplitude at the nucleus.
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In Section 17.4.2 we have seen that the A; ground state wave function 1 is given by
the symmetrical superposition }(r) = ¢, (1/1/6)® (r) of the six valleys contrib-
uting to the donor, whereby each ® is a product of the corresponding conduction
band Bloch wave function and a hydrogenic envelope function. The probability of the
unpaired electron at the nucleus |(0)|* becomes 1/6] Zj6:1 @0 (0)]> = 6|D(0)|%,
since due to degeneracy ®(0) = ®(0) for all i. Assuming that the only effect of strain
is the change of relative population of the conduction band minima, we similarly find
V=32 ,(1/v/2)®; and |(0)|* =2|®(0)|* under high uniaxial strain, when only
two conduction band minima contribute. Therefore, in the fully strained case, the hf
interaction should be 1/3 of the unstrained case.

In contrast, in Figure 17.9 we already observe a reduction to 0.21 of the unstrained
hf interaction Ay, clearly below the 0.33 Ay EMA-limit obtained above. Based on
group and linear elasticity theory Wilson and Feher [76] evaluated the analytical
dependence of Apdy) from the so-called valley strain x = — 33—&5 (ay—ay), where
E,=8.6€V is the uniaxial deformation potential [82], and 6A.=2.16 meV [54] is
the energy splitting between the singlet and doublet state in the unstrained material.
In Figure 17.9, a comparison of the prediction of Eq. (17.2) in Ref. [76] (dashed line)
with the hf splittings determined experimentally (full circles) clearly shows, that pure
valley repopulation is not able to describe the experimental data for x> 0.07. An
empirical treatment of additional radial redistribution effects as discussed in Ref. [83]
would lead to 0.29 for  — —o0, only a slight reduction of the repopulation-limit and,
thus, still at strong variance with the experimental data.

17.5.2
Ab Initio Treatment via Green’s Functions

Again, an ab initio prediction of hf interactions is necessary to clarify the situation. In
the last section, our Green’s function approach has been shown to describe the hf
splittings in predictive accuracy for Pg; in the unstrained case. In the case of a strained
host material, however, the situation becomes more complicated since excited states
are admixed to the former pure singlet ground state. An application of DFT is, thus,
only possible in combination with linear elasticity theory: Due to the applied strain,
the symmetry of the P donor is reduced, and the resonance at the bottom of the CB
transfomring according the a; representation in the unstrained case, now shows
admixtures of the b; and b, representations of D,,; symmetry (cf. Figure 17.10). The
location of the P donor atom in their nodal planes implies a correlation of these by
and bylike orbitals with the admixed doublet state. Since, furthermore, only
one component of the diamagnetic doublet state is contributing to the singlet
ground state under strain [76], it is reasonable to construct the spin densities, which
enter the self-consistent LSDA total energy calculations for a given valley strain, by
n°(r) = (1—0(()()) “ng (r) +a(x)-ny (r), whereby a(x) is obtained from the strain-
dependent admixture of the doublet states determined by linear elasticity theory (see
Eq. (C6) in Ref. [76]). Figure 17.9 shows that the spin densities constructed this way
allow a reasonable description of the pure valley repopulation effect: for an unrelaxed
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structure of an ideal silicon crystal, the results obtained by Wilson and Feher [76] are
nicely reproduced after the self-consistent cycle (cf. open squares in Figure 17.9).

We are now able to take into account explicitly by first principles the strain of the
silicon lattice as well as the relaxation around the P donors within. For the
optimization of the strained Si cells, we used a supercell approach [84]. Optimization
of long slabs (up to 12 unit cells along the (001)-direction) show an almost linear
dependence of the compression along (001) as an answer to the tensile strain in the
(001)-plane, effectively following linear elasticity theory as indicated in the inset of
Figure 17.9. This result confirms that linear elasticity theory remains valid in the
complete regime, even up to pure germanium as a substrate (y ~ —89). The hf
parameters calculated with LMTO-GF under these assumptions (cf. open circles in
Figure 17.9) already become smaller since the donor wave function becomes more
delocalized as a result of the enhanced volume, lifting the high-stress limit of 0.33 Ay
obtained above. This tendency is strengthened, if local relaxation around the P donors
is taken into account: According to total energy calculations on large explicitly
strained supercells with 512 atoms, this relaxation is dominated by a slight reduction
of the bond-length between the P donor and its nearest Siligands by about 1%, nearly
independent of the strength of the tensile strain in the plane of the Si epilayer. Re-
calculating Ape()/Ans(0) for this geometry with the LMTO-GF code, we find a
further reduction (open triangles in Figure 17.9). In addition, being e.g., in the
unstrained case about 50 MHz too large before, also the absolute values Apare then
in nice accordance with experiment. The hf interaction observed experimentally in
the moderately strained P-doped silicon layers can, thus, be explained by the
increased volume of the unit cell together with a slight inward relaxation of the
nearest Si neighbors. Since already such a small relaxation has a huge influence on
the predicted relative hf splittings for the strained material, the remaining
discrepancy between experiment and theory can easily be explained by uncertainties
due to the well-known flatness of the total energy surface in silicon [85]. Apparently,
there exists no high-stress limit for the reduction of the P-related hf splitting.
According to our DFT calculation the decrease of the central P-related hf interaction
is accompanied by a remarkable increase of the shf interaction with neighboring
Si atoms.

17.6
n-Type Doping of SiC with Phosphorus

For high temperature and high frequency applications, silicon carbide (SiC) has been
proven to provide in principle many advantages over silicon or gallium arsenide [86].
However, its technology, e.g. n-type doping, is considerably more difficult than that of
silicon: although nitrogen is easily incorporated during growth, the electrical
conductivity saturates at higher doping concentrations [87, 88]. The alternative
shallow donor, phosphorus, cannot be easily introduced into the material by
diffusion. One must fall back on other doping techniques like ion implantation, in
situ doping during growth or neutron transmutation of *° Si [89].
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From the transmutation process 33Si ) 31 i P, 35P it was assumed for long time
that the so created P-dopants enter the silicon sublattice. At first view, this assumption
is also supported by total energy calculations: the formation energy of Pg; is
essentially lower (by 1.5eV) than for P incorporated at the carbon sublattice.
However, the large number of different spectra observed in electron paramagnetic
resonance (EPR) [90-94], at least six, can by no means be explained by one single
defect at different lattice sites. Indeed, molecular dynamic (MD) simulations
including the recoil process and the following annealing processes result in various
P-related defects [95]. Due to kinetic effects during the recoil (770 eV after capture of
thermal neutrons [96]) and subsequent annealing processes, an incorporation of P at
the carbon sublattice becomes possible. The inconsistencies in early models for the P-
related donors in SiC are a consequence of neglecting this possibility. Beside the
already discussed donors (Pg;, Pc, Ps; V¢ [97]) alternative complexes with intrinsic
defects (e.g. PcCs;) are predicted with high probability [95]. At usual annealing
temperatures, the exchange mechanism toward isolated Pg; is hindered. Although
providing much lower formation energy, due to a large activation barrier of about
5 eV, extremely high temperature annealing above 2000 K is expected to be necessary
to achieve a reasonable incorporation of P at the Si-sublattice, and allows the
observation of P¢ in moderately annealed samples.

This scenario is supported by our ab inito calculation of the corresponding hf
splittings. Like isolated P at the silicon site, Pc and P¢ Cg; are calculated to act as
shallow donors. Thus, we use again the EMT embedded Green’s function method to
model the shallow defect states. As a first reference in the compound semi-conductor
SiC, we applied our extended method to the well-known nitrogen donors N¢ in 6H-
SiC. As can be seen in Table 17.4, the experimental values are well reproduced: at the
hexagonal site (h) minor additional relaxation occurs compared to the ionized donor
N retaining a tetrahedral arrangement of the ligands (slightly outward relaxed by
about 5% of the bond-length). A rather small hf splitting below 5MHz is the
consequence. For the quasi-cubic sites (kj, k;) in contrast, a small distortion toward
Cs,-symmetry (one ligand relaxes 7% away from the donor atom) yields an increased

Table 17.4 Calculated and observed hf parameters (MHz) for P-related EPR-spectra in 6H-SiC
(see Ref. [94] for a review). Note that for the quasicubic sites (kj, ka) only minor differences in the
calculated values (below 0.4 MHz) can be observed. Here, only the values for the k;-site are given.

defect site Acalc beaic center Aexp beyp
N, h 4.49 0.00 Nu 2.47 0.13
Ne ik, 28.48 1.05 Niws, 33.40 0.01
Pg; h 1.76 0.59 L 1.56 0.89
Ps; ky,ky 8.75 2.78 I 8.70 4.20
P, h 156.1 0.00 Py 145.0 0.00
P, ki,ky 147.2 5.04 P,? 156.0 0.70
PCs; 169.8 ~0.10 }

PsiVe —20.6 3.54 P+V 22.0 1.87
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hf splitting of 28.5MHz (exp. 33.4 MHz). Note that the observation that more
pronounced distortions occur at the quasi-cubic sites whereas the hexagonal sites
mimic the lattice sites in the cubic material is also reported in case of the carbon
vacancy in 4H-SiC [98, 99].

We obtain the same trend when applying the Green’s function-based method to the
isolated P-donors at the silicon sublattice (Ps;). However, compared to the Py, P,
spectra (originally assigned to Pg;), the values are by about a factor of 20 too small. The
calculated values fit, instead, very well to the second set of spectra (I4, I, see also
Table 17.4 and the upper part of Figure 17.11). Large, rather isotropic hf splittings in
the range of 150 MHz can only be obtained for P at a carbon site — an observation
which is in line with the results of our MD calculations. The isotropic spectrum P is
most likely due to Pc at the hexagonal site (again retaining essentially a tetrahedral
arrangement of the ligands but with a more pronounced outward relaxation of about
15%) whereas an explanation of the P, spectra with a small but non-vanishing
anisotropic part requires Cs,-symmetry, either obtained by a distortion around the
quasi-cubic sites or by a nearby carbon antisite (Figure 17.11). We no longer expect
that the P, P, and P + V lines are caused by one center at three different lattice sites
as argued in the more recent models [92, 93]. In this point, based on the calculated hf
parameters, we come back to the original model of Veinger et al. [90], instead, and
reassign the so-called P + V center to a Pg;V¢ pair (Table 17.4).

Further confirmations of our model have been later obtained from additional EPR
measurements on the 3C-SiC and 6H-SiC polytypes [53] as well as from investiga-
tions on different new 4H-SiC samples: (1) the first was doped in situ with
phosphorus grown by the PVT method using SiP,05 as a source [89]; (2) the second,
based on our theoretical results, have been *° Si-enriched (50% instead of about 3%
natural abundance) in order to reexamine neutron transmutation. In one point, both
samples show a similar result: intense lines of the P + V center can be resolved, but
even no trace of the P; and P, spectra. Hence, one has clearly to rule out any model in
which P, /P, differ from the P + V center by the lattice site only. The absence of the P-
related spectra can be explained by high temperature annealing (sample 2) and by an
incorporation of the P-donors close to the thermal equilibrium during growth (sample
1). However, only in the *°Si-enriched, the I /I, spectra of Pg; can be easily resolved in
comparable intensity, whereby in the sample in situ doped during growth the lines are
expected being covered by the intense central resonance line of the N-donor.

17.7
Conclusions

We have shown that a Green’s functions approach is able to calculate hf splittings of
shallow donors in semiconductors in predictive accuracy, whereby the ab initio
calculated local part of the potential, the central cell correction of effective mass theory
(EMT), is embedded via Green’s functions into a periodic, EMT-like background. The
method was successfully applied onto shallow donors in Si and SiC: hf parameters of
donors in silicon (P, As, Sb) are reproduced in quantitative agreement with exper-
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imental data including the so-called Kohn—Luttinger oscillations due to the neighbor
shells. For P in strained silicon, a relaxation of the next nearest (nn) silicon neighbors
is shown to be crucial to explain quantitatively the experimentally observed decrease
of hf interaction, whereby our results indicate that in contrast to the prediction of the
EMA, there exists no high-stress limit for the reduction of the P-related hf splitting. It
is also confirmed that by strain the Kohn-Luttinger oscillations can be partially
suppressed. Both observations are crucial for quantum computing applications since
the spatial distribution of the hf interaction has a direct impact on the rate with which
two-qubit operations can be performed. The application of the approach onto N and P
donors in SiC confirms an incorporation of the P atoms onto both, the silicon as well
as the carbon sublattice.

It is now possible to treat shallow donors without invoking a one-electron
approximation and several fitting parameters. The presented ab initio calculations,
although considerably more complex, are much more flexible and furthermore their
application requires considerably less manpower than one of the usual, more
involved one-electron EMA methods for shallow defects. Most probably our method
cannot be extended directly to supercells containing a few hundred atoms, because
here the periodic images of the defect superlattice are still superimposed into each
cell. But it is not unlikely that for cluster calculations a similar extention will hold,
whereby in principle the unperturbed Green’s function can be obtained from a
supercell calculation of the corresponding ionized donor. This would be very
promising, since in a Green’s function approach the ab initio calculation results in
hf and shf interactions that for the center region of the defect are considerably more
accurate than those obtained from the best empirical approaches.
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Time-Dependent Density Functional Study on the Excitation
Spectrum of Point Defects in Semiconductors

Adam Gali

18.1
Introduction

Density functional theory (DFT) has been proven to be extremely powerful method
to study defects in solids. Nowadays, this is a standard tool to investigate their
concentration in thermal equilibrium, their interaction with each other, their
vibration modes or their hyperfine tensors [1-5]. All these properties are associated
with the ground state of the defect. The success of the DFT calculations are based on
the well-developed approximate (semi)local functionals [6-9] that made possible to
study relatively large systems at moderate computational cost with a surprisingly
good accuracy. We mention here that the commonly used (semi)local functionals
suffer from the self-interaction error [7] which results in the underestimation of the
band gap of semiconductors. Nevertheless, for many semiconductors the (semi)
local DFT calculations could predict qualitatively well the adiabatic (thermal)
ionization energies of defects [1]. However, in pathological cases (semi)local
functionals could fail to describe the nature of the defect states correctly due to
the self-interaction error. Recent studies have shown [10-14] that non-local hybrid
functionals could improve the results at large extent, and could provide quantita-
tively good results for the thermal ionization energies of point defects [15]. The
effect of hybrid functionals is discussed in detail in another chapter in this book. We
claim that hybrid density functionals provide relatively accurate quasi-particle
energies and states compared to (semi)local functionals but these quasi-particle
energies are still within the mean field approximation. In order to calculate the
excitation spectrum properly one must go beyond the mean field approximation.
Time-dependent DFT (TD-DFT) goes beyond this approximation. TD-DFT method
has been successfully applied recently to calculate the excitation spectrum of
molecules and semiconductor nanocrystals [16]. In some earlier studies efforts
have been made to address the excitation of defect states in solids by TD-DFT
method where “solids” were modeled by extremely small finite clusters including
5-50 host atoms [17-21]. However, it is very questionable whether the electron
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states associated with the defect in a solid are properly described in such small
clusters, and no thorough study has been carried out so far even for a single defect
to address this very important issue.

We note that TD-DFT excitation spectrum obtained by (semi)local functionals is
reliable only for finite structures [16]. In a very recent study it has been shown that
hybrid density functional in the TD-DFT kernel provides appropriate excitation
spectrum for infinite semiconductors [22]. Here, we restrict ourselves into finite
structures where both the local and non-local functionals can be consistently applied
and validate the results for bulk systems. We study two representative defects in wide
gap semiconductors: nitrogen-vacancy (NV) center in diamond and divacancy in
silicon carbide (SiC). A common behavior of these defects is that they produce
characteristic transition in the photoluminescence (PL) spectrum. We briefly sum-
marize the known properties of these defects below.

18.1.1
Nitrogen-Vacancy Center in Diamond

Nitrogen-vacancy center in diamond has attracted a lot of attention in recent years,
since it has been detected at a single defect level [23, 24] and provides a quantum bit
for quantum computing applications [25-30]. Besides providing a single photon
source for quantum cryptography[31, 32], the NV center is also a promising candidate
as an optically coupled quantum register for scalable quantum information proces-
sing, such as quantum communication [33] and distributed quantum computa-
tion [34]. In addition, it has been recently demonstrated that proximal nuclear spins
can be coherently controlled via hyperfine interaction [35] and used as quantum
memory with an extremely long coherence time [36].

The electronic structure of the NV center in diamond has been discussed in detail
in a recent paper [37]. The NV center was found many years ago in diamond [38].
The model of the NV center consists of a substitutional nitrogen atom near a vacancy
in diamond [38-42] as Figure 18.1a shows. The NV center has a strong optical
transition with a zero phonon line (ZPL) at 1.945eV (637 nm) accompanied by a
vibronic band at higher energy in absorption with the largest intensity at about
2.20 eV and lower energy in emission (see also Figure 18.4). Detailed analysis of the
ZPL revealed that the center has trigonal, C;, symmetry [39]. Previous ab initio
calculation clearly supported the negatively charged NV defect for 1.945eV ZPL
center [43-45] as was originally proposed by Loubser and van Wyk [40]. In the NV
defect three carbon atoms have sp® dangling bonds near the vacancy (with three back
bonds in the lattice) and nitrogen atom has also three back bonds with one dangling
bond pointing to the vacant site. Since nitrogen has five valence electrons the
negatively charged NV defect has altogether six electrons around the vacancy. One
can use the defect-molecule picture [46] together with group theory to find the
canonical orbitals of this system. According to this analysis there are two fully
symmetric one-electron states (a;) and one doubly degenerate ¢ state which should be
occupied by six electrons [44]. It was found that the two a; states is deeper in energy
than the e state. As a consequence, four electrons occupy the a; states and two
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Figure 18.1 (online color at: www.pss-b.com)  are contours of the calculated spin-density. (b)
(a) The structure of N-V~ center in diamond; ~ Schematic diagram of the defect states in the
only first- and second-neighbor C (cyan gap and their occupation in the *A, (ground)

spheres) and N (blue sphere) atoms to the and *E (excited) states.
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electrons remain for the e state. Our calculated one-electron levels obtained by ab
initio supercell (sc) calculations are shown in Figure 18.2.

As can be seen in Figure 18.2, the natural choice is to put the two remaining
electrons parallel to the e level forming an S =1 state (in analog to satisfy the Hund-
rule for the p-orbitals of the isolated group IV elements in the periodic table). In the
Cs, point group this total wave function has *A, symmetry, where 3=2 S + 1 with
S=1.Inour special case, we chose the Ms = 1, so both electrons are spin-up electrons
on the elevel. As can be seen, again in Figure 18.2, the lowest a, level is relatively deep
in the valence band, so it seems to be a good approximation to assume that it does not
contribute to the excitation process, and we do not consider it further. However, the
next a4 level in the gap is not very far from the e level. If one electron is excited from

Conduction
EV ey
e
........... + +e 32eV
226V a,2) %
@ 14eV
0.9eV
VBM %+ — VBM
1.2eV 1.2eV
R 2N + a,(1) _|_ ............. :
Valence

Figure18.2 (online color at: www.pss-b.com) The calculated one-electron levels with respect to the
valence band maximum in the ground state of the NV defect. The results obtained in a 512-atom
supercell by applying the DFT within LDA functional in Ref. [44].
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the this a, level into the elevel then one will arrive at > E state (see Figure 18.1b). The *E
is a doubly degenerate many-electron state, so it comprises two orthogonal many-
electron states with the same eigenenergy. Both of them can be described by a single
Slater-determinant: if the electron from a, level is promoted to e, then the symmetry
of the resulted many-electron state will be E,, if it is promoted to ¢, then the resulted
many-electron state will be E,. Thus, Figure 18.1b shows one of the true Mg=1
eigenstates of the excited state under Cs, symmetry (see Ref. [44] and references
therein).

The only allowed transition is *A, — *E in the first order. Thus, the excitation of
this system may be explained by promoting an electron from the a, single particle
state to the e state resulting in the > E excited state. This is certainly a simplified picture
since the excited electron feels the presence of the hole left behind as a result of the
Coulomb interaction between them, so they cannot be treated separately. Corre-
spondingly, the wave function in the excited state, which should describe the motion
of the correlated electron-hole pair, is principally not given by a simple product of
electron and hole wave functions but requires a more general representation to
account for energetic and spatial correlation between the two particles. Thus, we
examine the excitation of NV center by TD-DFT theory which is able to address this
complex phenomena. Before turning to the results we introduce another defect
under consideration.

18.1.2
Divacancy in Silicon Carbide

Divacancies are common defects in semiconductors with consisting of neighbor
isolated vacancies. The divacancy has been recently identified in hexagonal SiC
polytypes [4]. The defect possesses Cj, symmetry in cubic SiC and also at on-axis
configurations in hexagonal polytypes. The silicon vacancy part of the defect (C;_;
atoms) introduces three carbon dangling bonds while the carbon vacancy part of the
defect (Si;_3 atoms) contributes with three silicon dangling bonds (see Figure 18.3).
Again, group theory analysis revealed us [47] that the six dangling bonds will build
two a; and two e defect levels in C;, symmetry. Six electrons can occupy these states.
According to our ab initio sc calculations [47] the two a4 levels are lowest in energy and
then the doubly degenerate e levels follow them in the hierarchy. Four electrons will
occupy the a, states and the two remaining electron will occupy the degenerate elevel.
Again, by following the Hund-rule the natural choice is to place the electrons with
parallel spins. Indeed, the ground state of the neutral divacancy is a high spin S=1
state [4, 47]

A PL spectrum of about 1.0eV is associated with this defect which can be also
detected at low temperature infrared absorption [48]. The nature of the excitation is
not well-understood. The position of the defect levels may reveal the possible
excitation mechanism of the defect. The two doubly degenerate e defect levels occur
in the fundamental band gap [47]. In the ground state, only the lowest e level is
occupied by parallel spin-electrons. Two a; defectlevels are in the valence band where
the highest a, state is resonant with the valence band edge according to our ab initio sc



18.2 Method

Conduction Band

' PR S —

et i+
A, g

2 £
.aly:almmmﬁ'
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calculations [47]. One possible model to explain the excitation is to promote an
electron from the resonant a, state to the lowest ¢ level in the fundamental gap [47]
(Figure 18.3b). This will resultin *A, — > E excitation. The sharp excitation between a
resonant state and a defect state in the fundamental gap is a well-known process in
semiconductors, e.g., similar process takes place for the isolated vacancy in dia-
mond [49]. Other excitations may also occur for divacancy in SiC, for instance,
between the e defect levels in the gap. We examine the lowest excitation energies of
divacancy by TD-DFT calculations.

18.2
Method

18.2.1
Model, Geometry, and Electronic Structure

We embed the defects into a nanocrystal that contains 147 host crystal atoms and
100 hydrogen atoms for termination. The results are strictly valid for these
nanocrystals but we discuss whether the obtained results could be valid in
crystalline environment. We applied PBE [9] functional to optimize the geometry
while the excitation spectrum is calculated both by the semi-local PBE and non-local
hybrid PBEO functionals. In PBEQ functional the Hartree—Fock exchange is mixed at
25% extent into PBE functional [50]. The optimization of the geometry has been
done with numerical atomic basis set for diamond nanocrystal at double T polarized
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(DZP) level which provided good results in scs compared to plane wave calcula-
tions [44]. We used the SIESTA code for this purpose [51]. Troullier—Martins
pseudopotentials have been applied to model the effect of nuclei together with
the core electrons in SIESTA calculations [52]. We used the relatively computa-
tionally expensive VASP code with plane wave basis set [53, 54] to study the
divacancy in SiC. In the VASP calculations, we use a plane wave basis set of
420eV (~30Ry) which is highly convergent with the applied projected augmen-
tation wave (PAW) projectors for carbon, hydrogen, and silicon atoms [55, 56].
In the VASP calculations we applied the appropriate symmetry, and the energy of
the ground state and the excited states are calculated by setting the appropriate
occupation of the defect states in the gap as explained below. In the geometry
optimization calculations, all the atoms were allowed to relax until the forces were
below 0.01 eV/A. In VASP code it is possible to set the occupation number of single
particle states. This may be used to study the geometry change upon electronic
excitation [12, 44]. In this scheme the excited state is described by promoting an
electron from an occupied Kohn—Sham defect level to an unoccupied Kohn—Sham
defect level of the ground state with allowing the nuclei to relax to find the optimum
geometry with the charge density obtained from this fixed occupation of orbitals.
This method is called constrained DFT briefly. The constrained DFT method is a
computationally cheap method to find the ZPL transition energy within the
Franck—Condon approximation as shown in Figure 18.4. In our experience this
methodology under special circumstances provides reliable results regarding the
relaxation energy due to electronic excitation [12] which is the Stokes-shift shown
in Figure 18.4. The constrained DFT method may provide reliable results for the
Stokes-shift upon the following conditions:

1) The excited state can be well-described by a single Slater-determinant and the
symmetry of the ground and excited states are different with avoiding possible
hybridization of states.

2) The nature of the excited and ground states is similar; for instance, they are
originated from similar well-localized defect states.

As we show below we considered such defects here that can fulfill these criteria.
Nevertheless, this statement cannot be proven by DFT based methods alone. We
studied the nature of excitation by TD-DFT method that is capable of studying the
above mentioned criteria. Next, we summarize the TD-DFT theory in nutshell with
focusing on the approximations that make possible to use this method in practice.

18.2.2
Time-Dependent Density Functional Theory with Practical Approximations

In the TD-DFT within the Kohn—Sham formalism the system subject to a TD external
potential:

f’ext(n t) = f}stat(r) +f"t(1')f(t)v (18'1)
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Figure 18.4 (online color at: www.pss-b.com)

The energy (E) vs. configuration coordinate (g)
diagram for the excitation process of a defect in
the Franck-Condon approximation: E; and E,
are the minima in the quasi-parabolic potential
energy surfaces of the defect in the ground and
excited states, respectively, and gz and g are the
corresponding coordinates. ZPE is the zero
point energy (indicated only for the ground
state). The energy ladders show the phonon
energies with the phonon ground states atn =0

(ground state of the defect) and m =0 (excited
state). At elevated temperatures the high-energy
phonon states can be occupied by inducing
transition A — B (vertical absorption, green
arrow) and C — D (vertical emission, red
arrow). Transition A < C corresponds to the
zero-phonon line (ZPL, blue double arrow) both
in absorption and emission. The energy of the
Stokes-shift (S) and anti-Stokes-shift (AS) are
also shown.

is mapped onto a effective one-particle (non-interacting) system (e.g., Refs. [57, 58]):

= Hegr () @;(r, 1),

. a(pi(rv t) [

where

. 1 ) ,p(e)
He(2) = 7EV2 + Vext (1, £) + Jd3r % + ke [p)(1, 8).

(18.3)
Here Ve (T, t) is the external potential, [d*r(p(r,t)/|r — r|) the Hartree term, and
Uxe[p] (1, t) is the functional derivative of the TD exchange-correlation functional with
respect to the TD density.

In the usual adiabatic approximation memory effects are neglected, i.e., ¥y [p](r, t)
is approximated as: xc[p] (1, t) = Py (p(r,t)). This approximation is proven to be very
successful in many cases and easy to implement. By using Eq. (18.2), one can
propagate the wave function in real time and calculate the full spectrum of the system
driven by Egs. (18.1-18.3).



348 | 18 Time-Dependent Density Functional Study on the Excitation Spectrum

In many cases the excitation can be taken as a perturbing potential where the
density response (p!(rt)) is proportional to the perturbing potential (i.e., linear
response theory):

pW(r,t) = Jd%’dt’x(t, oY) o(t) f(¥), (18.4)

where y(t,t 1) is the full response function. It can be shown that the density
response in the Kohn—Sham picture takes the following form (see Ref. [58]):

p(l) (l', t) = J d3r’dt/XKs (t? t]a T, I',)

(1) (41 ¢
X {ﬁt(r’)f )+ Jd%”% (18.5)

8%E,
4 d3r// XC //7t/ ,
|2 S )]

where ygs(t,¢ 1Y) is just the response function built from Kohn—Sham orbitals. Note
that now the potential is not simply the TD part of Eq. (18.1), instead it also includes
the Hartree-term and TD exchange-correlation potential, furthermore this equation
has to be solved self-consistently since p"")(r,#) appears on both sides.

Now taking the Fourier transform of both sides (flo) = [¢“ f{t)dt), we arrive at the
equation:

p(l)(rv (D) = Jd3rlXKS(w7 T, I')

x {fzn(r’)f(w)ﬂt =t

|rl 71'11 |

+fd3r" ¥ Exc )p(r//7(o):| (18.6)

op(r')dp(r”

In Fourier space the form of the response kernel is (where we also introduced spin
dependence):

Qi (1) Pus (1) @i (1)) 95 ()
U,w,r,r’:élg o ~
XKs, o ) 00 - [ Ww—(45—8ig) +107"

 Pas(1) 956 (1)@ (1) 946 (r)
O+ (€g5—€ig) +10 7"

(18.7)

In Eq. (18.7) ¢;4(1)s are ground-state Kohn—Sham orbitals. From now on, i,jand a,b
indices denote occupied and virtual (unoccupied) orbitals, respectively. k,lm,n
indices stand for general orbitals.
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In order to solve Eq. (18.6), let us parameterize the density response as follows:

P (1, 0) = > [ Piag (@)@ (1) i (1).

+ Paio(0) @46 (1) 05 (1)]- (18.8)

Using Eqs. (18.7) and (18.8) we arrive at the following coupled matrix equations for
Piao(®) and Piyo(w):

[60t6ij6ab(8ao — &g+ (D) + Kia(ﬂ,jb‘[]ijT

+ Kigo, bjt Pojr = —(Dt)iao, (18.9)

[601 6;]’ 6ab(8a0 — Ejg — (D) + Kaio,bjr]ijt
+ Kaio,jbt ijr = —(flt)ai(L (18.10)

where we introduced the following short notation: ()i = [ d> 1@ (r)i:(r)@a (1),
and the K kernel:

o Jd%dir'«ozgr)cpm(r)
) Sk (18.11)
X + = ()@, (1),
<|r—r'| YNCILTNC; >)“’ ()0m (r)

Note that the kernel consists of two parts: the Hartree partislocal in time (it causes
the so-called local field effects), however the second part of the kernel is generally non-
local both in space and time. In the adiabatic approximation derived above it is time
independent but still space dependent. If the xc kernel is set to zero then this
approximation is called the random phase approximation. Neglecting both terms in
the kernel yield transitions between Kohn—Sham states.

Using Xiu6 = Piao(®), Yiss = Piao(®), and Vige = (:)iac We arrive at the following
matrix equation:

(G 2o )] (3)--sm() )

where

Liucjbr = 601 6;} 6ab(sad - 31‘0) + Kiac,jbn (18~13)

Mitmjhr = Nigo bjr- (18.14)

In response theory, excitation energies are the poles of response function, thus by
taking flw) =0 we find the following non-Hermitian eigenvalue problem:
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G 1)) =0 1)) -

This matrix equation is called Casida-equation [59]. We note that the term Y may be
neglected (the so-called anti-resonance between the occupied and unoccupied states)
that leads to the so-called Tamm-Dancoff approximation. We keep further the anti-
resonance term in our derivation. If the ground-state density originates from a
restricted Kohn—Sham calculation (@;4(r) = @;p(r)) then the size of the problem may
be reduced by one half and a unitary transformation can help discriminate between
singlet (s) and triplet (t) transitions:

1 1
Uipg = —= —= (Piga—Pigp)- 18.16
V2 \/z( a B) ( )

It can be shown that if the orbitals can be chosen to be real (and that is true for finite
structures) then the resulting matrices M?, L will be also real where p labels either

(Piau + Piaﬁ)7 Via =

singlet (s) or triplet (t) excitations. The long expression for these matrices are given in
the appendix of Ref. [60]. We note that these matrices contain the Hartree term and a
modified expression for the xc term. In the case of hybrid functionals, the Hartree
term is adjusted with respect to the case of (semi)local functionals. Now, we find the
following matrix equation:

(MP — LP)(MP + LP)(X + Y) = 0*(X + Y). (18.17)

If MP—I” is positive definite, Eq. (18.17) can be transformed to a hermitian
eigenvalue problem:

(MP—LP)'>(MP + L) (MP—L?) 2 (X + ¥)

18.18
= 0*(X+Y), ( )

with
(X+Y) = (M —-LP) P (X+ V). (18.19)

Clearly, in order to obtain excitation energies, these matrices have to be build and
the eigenvalue problem has to be solved. This is done using an iterative subspace
method in Turbomole package [61]. We note that we obtain the transition energies in
the frequency domain with this method which makes possible to restrict the
calculations to the lowest excitation energies and to analyze the states contributing
to the given excitation. This is a clear advantage over the time domain algorithms of
TD-DFT where always the full spectrum is calculated and the analysis of the nature of
transitions is not straightforward.

We applied the Turbomole package to carry out the TD-DFT calculations [61]. This
isa cluster code with localized Gaussian basis sets that can utilize hybrid functional in
the TD-DFT kernel. We applied an all-electron Gaussian DZP basis set for all the
atoms in the system [62] at fixed coordinates supplied by Siesta or VASP DFT
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calculations. We calculated the adiabatic TD-DFT spectrum both with spin-polarized
(semi)local DFT-PBE and non-local PBEO functionals within the linear response
theory and beyond the Tamm-Dancoff approximation. We particularly focused on the
lowest excitation energies that may be manifested in the low temperature absorption
and PL spectra.

18.3
Results and Discussion

18.3.1
Nitrogen-Vacancy Center in Diamond

In nanodiamond the gap opens up only slightly by about 0.1 eV even in our relatively
small nanodiamond with a diameter of about 1 nm. Recently, we have found [63] that
nanodiamond exhibits low-lying Rydberg states which results in only small change
between the highest occupied molecular orbital (HOMO)-lowest unoccupied molec-
ular orbital (LUMO) gap of nanodiamonds and the band gap of bulk diamond. This
will have a serious consequence on the TD-DFT spectrum as we will show below.

We started with the geometry optimization of the negatively charged NV center by
SIESTA DFT-PBE calculations using spin-polarization and without symmetry restric-
tion. The defect automatically arrived at the S=1 state and retained the Cj,
symmetry. It may be worthy to compare the relative positions of the defect states
obtained in nanodiamond (labeled as “nd”) and supercell (labeled as “sc”) DFT-PBE
calculations.

Two defectlevels appear in the HOMO-LUMO gap: the a; and elevels like in the sc
calculations. By comparing the PBE single particle Kohn—Sham levels obtained in the
sc and nanodiamond (columns 2 and 3 in Table 18.1), we observe that the relative
positions of the defect levels are very similar including the spin-polarization between
af and a[f states or the energy difference between a, and e states within the same spin-
channel. This implies that the defectlevels are “fixed” relative to each other and do not
change significantly by confining the crystalline states. In our sc calculations we
found [44] that these defect states are strongly localized around the core of the defect,
in other words, they “split” from the extended crystalline states that are not effected
heavily due to quantum confinement. One may hope that the results obtained in the
nanodiamond model may be relevant for crystalline environment as the excitation
may occur between the localized defect states.

Next, we may check the quasi-particle shift due to non-local functionals or by
GOWO correction [64, 65]. In the case of sc calculations, we used the screened hybrid
HSE06 functional with = 0.20 1/A screening parameter [66, 67] which provided
nice agreement with the experimental band gap of diamond and excitation energies
of the NV center [12]. For instance, we obtained the experimental vertical energy of
absorption (2.20 eV) very accurately by using constrained DFT calculation and ASCF
procedure. In the case of nanodiamond we use unscreened hybrid PBEO which gave
us very accurate absorption spectra for tiny nanodiamonds [63]. We believe that the
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Table 18.1 The relative positions of defect
levels of NV center in the ground state in eV
where a and f3 label the spin-up and -down
channels, respectively. The PBE and HSE06
supercell (sc) calculations have been carried out
in 512-atom sc yielding accurate excitation
energies with HSEO06 functional (Ref. [12]) while
GOWO sc calculations have been made in
256-atom sc with about 0.15 eV larger excitation
energies together with BSE than the
experimental values (Ref. [64]). “nd” labels the
results obtained in our nanodiamond. a§, a[f,
and e“ states are occupied while ® is
unoccupied in the ground state. LUMO is a
Rydberg state in nanodiamond. The values in
the parentheses are the relative quasi-particle
corrections defined as the following: in column
HSEO6 sc this is the difference between column

size of sc (but allowing relaxation with the two
methods as explained in Ref. [12]); in column
GOWO sc the reference PBE values are taken
from the same geometry and sc in Ref. [64]; in
column PBEO nd this is the energy difference
between column PBEO nd and PBE nd carried
out in the same nanodiamond and with the
same geometry. Lowest excitation energy (Ecy)
is calculated by ASCF method for PBE sc and
HSEO06 sc methods, while with GOWO + BSE
method for GOWO sc and TD-DFT for PBE nd
and PBEO nd. Exciton binding energy (Ey) is
defined as an energy difference between the
calculated excitation energy and the quasi-
particle energy difference between the
corresponding states in TD-DFT methods while
BSE provides this value on the top of GOWO0 sc
calculation.

HSEOQ6 sc and PBE sc carried out with the same

levels PBE sc PBE nd HSE06 sc GOWO sc PBEO nd
L 0.56 0.58 1.04 (0.48) 0.6 (0.2) 1.22 (0.64)
e — a 1.17 1.28 1.23 (0.06) 1.2 (0.1) 1.37 (0.09)
b —ag 2.45 2.44 4.00 (1.55) 3.3 (1.1) 4.67 (2.23)
& —a 1.89 1.84 2.96 (1.07) 2.7 (0.9) 3.45 (1.61)
LUMO-¢* 1.57 3.46

Eexe 1.91 1.57 2.21 2.32 2.20

Ex 0.0 0.75 0.30 1.25

unscreened hybrid functionals are more realistic for relatively small nanoclusters and
molecules where the electron system cannot effectively screen the Coulomb potential
like in an infinite crystal. By comparing the “HSE06 sc” and “PBEQ nd” columns we
found that the quasi-particle shifts between occupied levels are very similar being but
abit (0.16 eV) larger for “PBEO nd.” However, there is a larger difference between the
relative positions of the unoccupied ¢” and the occupied states with the two methods.
The quasi-particle shift for the unoccupied state is larger with the unscreened PBEO
functional which may be a natural consequence of the larger Fock-exchange term in
the Hamiltonian. The GOWO sc calculations have been carried out at the I'-point in
256-atom sc [64] which may not be fully convergent for the single particle states but
still itis worthwhile to compare the GOWO0 quasi-particle levels with those obtained by
hybrid functionals. The spin-polarization of a, state (~0.2 eV) is not enhanced such a
large amount like with hybrid functionals (0.5-0.6eV) after the quasi-particle
correction. Interestingly, the quasi-particle shift difference relative to af is also
larger for HSEO06 sc than for GOWO sc, thus the quasi-particle shift difference for
(P — a¢) will be similar.

Now, we turn to the investigation of the excitation energies. In the case of the TD-
DFTcalculation with PBE kernel we arrived ata very low value of 1.57 eV. According to
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our analysis the ¢* — LUMO transition is responsible for this absorption peak.
As can be inferred in Table 18.1 the energy of LUMO is indeed close to the energy of
the highest occupied spin-up defect level e”. Apparently, this transition cannot occur
in crystalline environment. The next lowest transition energy is about 1.88 eV which
is close to the lowest excitation energy calculated in the sc by ASCF method (PBE sc
column in Table 18.1). However, this excitation peak arises in only 39% from a? — P
transition but 57% from e* — LUMO + 1 transition. This indicates that the TD-DFT
spectrum at PBE level cannot describe the nature of transition occurring in bulk
diamond due to the low-lying empty Rydberg state of nanodiamond. We note that the
calculated “exciton binding energy” of the lowest excitation is practically zero which is
typical for TD-DFT spectrum with (semi)local functionals in the kernel. The situation
for the TD-DFT calculation with PBEQ in the kernel is different. In PBEO the LUMO
level is about the same energy distance from the ¢” state as the energy difference
between a? and ¢ levels. The lowest excitation energy is 2.20 eV which is dominated
by a[f — ¢P transition as much as 92%. While the energy difference between these
single particle states was large (3.45 eV) due to the large quasi-particle shift between
these states relative to their PBE values (1.61 eV) the large excitonic effect (1.25eV)
could compensate this effect with providing an excitation energy (2.20 eV) which is
very close to the experimental value. This number is also close to the values resulted
from HSE06 sc and GOWO + BSE (Bethe-Salpeter equation) sc calculations
(Table 18.1). We believe that it is not fortuitous coincidence. HSE06 sc gave less
quasi-particle shift than PBE nd and correspondingly the “exciton binding energy” in
HSEO06 sc is smaller than for PBE nd. In GOWO0 + BSE sc calculation we found the
smallest quasi-particle shift with again smaller “exciton binding energy.” The
unscreened PBEOQ functional may overshoot the “quasi-particle shifts” relative to
the PBE values but the large excitonic effect compensate this resulting in reasonable
values for the excitation energies. This implies that the calculated “exciton binding
energies” of defects in nanocrystals cannot reveal the “exciton binding energies” of
defects in the bulk counterpart but the calculated excitation energies may be accurate
after careful choice of the model and inspection the nature of the transition. From this
investigation we can also conclude for NV center in diamond that the lowest
excitation is indeed described by promoting an electron from the a[f level to the ¢
level that can support the constrained DFTmethod to calculate the Stokes-shift for the
PL process applied in Refs. [12, 64]. We note here that this transition describes the
absorption of the light with perpendicular polarization to the symmetry axis which
transforms as Eirreducible representation in C3, point group. The parallel polarized
light transforms as A; under Cj, point group. According to the selection rules E
polarization will be allowed for *A, — *E transition in the first order while A,
polarization is forbidden. Our finding is in line with this group theory analysis.

18.3.2
Divacancy in Silicon Carbide

In our previous DFT-LDA sc calculation, we observed that neutral divacancy
introduces two doubly degenerate defect levels in the gap (see Figure 18.3). Beside
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these states two a, level is associated with the dangling bonds according to the group
theory [47]. The highest a, level is resonant with the valence band edge with ~0.3 eV
below the valence band top. In the ground state the lowest elevel in the gap is occupied
by two electrons. In spin-polarized calculation this e level splits by about 0.5 eV while
the empty e level does not split practically.

In the DFT-PBE cluster calculation the “band gap” of SiC opens up with several eV
compared to their bulk counterpart [68]. We note that we do not observe low-lying
Rydberg states for SiC nanocluster like in diamond nanoclusters thus no such
complications can occur in the analysis of the excitation spectrum of divacancy in SiC
nanocrystals as for NV center in nanodiamond. The quantum confinement of
crystalline states makes the resonant a, state visible that is localized strongly on
the carbon dangling bonds. Because this a, state does not mix with the crystalline
states, therefore the spin-polarization of this a, state is significant (~0.7eV) in
contrast to the case of DFT-LDA sc calculation. The a? state will pushes up the lowest
empty e’ state by about 0.5 eV, thus the energy difference between the lowest and
highest ¢ states will be about 0.5 eV smaller than in sc calculation. It is important to
notice that the relative position of the af and e” states agree those in sc calculation
within 0.1 eV. This may indicate that the localized resonant state also sticks with the
other localized defect states and splits from the crystalline environment. In the Cs,
symmetry we determined the excitation energies with different light polarizations.
As expected, the excitation with E polarization is lowest in energy which allows to
couple the *A, ground state and the > E excited state. Indeed, in this case the excitation
between a[f and lowest ¢® states is dominant, however, there is a non-negligible
contribution (13%) from the lowest and highest e states. The calculated absorption
energy is 1.15eV that is close to the measured ZPL transition of 1.0eV. For the
excitation with E polarization we obtained 1.43 eV which occurs between the lower
and higher ¢* defect states. We note that the corresponding “exciton binding energy”
is zero as we found already for NV center in diamond.

Next, we studied this excitation by applying PBEO hybrid functional in the TD-
DFT kernel. The relative position between the occupied a$ and e“ defect levels
remains about the same (~0.7-0.8 eV). However, the energy differences between
the lower occupied and higher empty e” states and between the occupied a[f and
empty ¢ states are increased by about 1.7-1.8eV. This quasi-particle shift is a
natural consequence of the Fock-operator in the hybrid functional which opens the
gap between the occupied and unoccupied states. Again, we calculated the lowest
excitation energies with A; and E polarizations. The excitation energy with E
polarization is 1.18 eV which almost coincides with the value obtained by the (semi)
local PBE in the TD-DFT kernel. The basic difference between the two transitions
that in TD-DFT with PBEOQ in the kernel the transition is dominated (over 95%) by
promoting the electron from the single particle a[f defect level to the lowest ¢ level.
The relative quasi-particle shift of about 1.8 eV was largely compensated by the
excitonic effect of about 1.0 eV. Interestingly, the next excitation energy of 1.85 eV is
due to the transition between the a[f state and the higher ¢ state. The “exciton
binding energy” of this process is again ~1.0 eV. The following excitation energy of
~2.35 eV is caused by transitions of E, A; polarizations between the lower occupied
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and higher empty ¢” defect states where the resulting “exciton binding energy” is
smaller (~0.8eV).

We calculated the Stokes-shift due to electronic excitation by constrained DFT
method. First, we studied the lowest excitation energy for which the transition
between a[f and the lower €’ states is the dominant process resulting in the *E
excited state as shown in Figure 18.3b. We set this occupation for the defect states
and restricted the geometry optimization within C;, symmetry. The calculated
Stokes-shift is 0.075 eV. Because the ¢ state is half occupied Jahn-Teller distortion
may occur. By allowing C;, geometry optimization we obtained a slightly deeper
energy than for C;, symmetry. The final value for this Stokes-shift is 0.12 eV. By
combining the absorption energy (1.18¢eV) and the Stokes-shift we arrived at
1.06 eV for the ZPL line which is very close to the experimental value found in
bulk SiC. We found that the deviation from the C;, symmetry is tiny, still it is not
exactly Cs, symmetry. Thus, the strict selection rule of E polarization of light in the
emission process may be relaxed and A; polarization may be slightly allowed. The
situation is different for the second lowest excitation process. In that case the a[f
electron is excited to the higher ¢ state. That higher ¢ state is localized on the Si
dangling bonds that can overlap and interact with each other. The Jahn-Teller
distortion for this excited state is much stronger (~0.2 eV) than for the previous
process (~0.04 eV) with resulting in a large Stokes-shift of 0.46 eV. Combining this
value with the calculated absorption energy (1.85eV) one arrives at 1.39eV ZPL
energy. Here, the C3, symmetry is considerably lowered to C;, where the Si, and Si;
atoms are bended to each other (see Figure 18.3a). Thus, both polarizations should
be allowed for this PL process.

These results are strictly valid for the SiC nanocrystal. As both the resonant a,
state and the lowest e state remains “fixed” going from crystalline environment to
small nanocrystal one may hope that the calculated TD-DFT excitation energy is
valid for the defect in bulk SiC. Indeed, the calculated lowest excitation energy in
SiC nanocrystal is close to the experimental data recorded in bulk SiC. By assuming
that the transition from the resonant defect state is the strongest to the lower ¢ level
we may claim that we could identify the physical process in the PL center associated
with the divacancy [48]. Our calculations revealed that other type of excitations may
also occur for divacancy. In crystalline environment the detection of the resonances
occurring in SiC nanocrystals may be not feasible due to competing processes. For
instance, from the sea of the valence electrons lying in the continuous valence band
one can excite an electron to the lower e level instead of the resonant excitation
between the a; level and the higher e level where the latter process is clearly
observable in our calculation due to the discrete energy spectrum of the relatively
small SiC nanocrystal.

By comparing the excitation and other properties of NV center in diamond and
divacancy in SiC one can list the similarities of the two systems:

1) The defect exhibits S=1 high spin-state with C;, symmetry.
2) The lowest excitation is due to 3A, — 3E transition.
3) The spin-density is localized close to the core of the defect.
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Nevertheless, one can find also differences between the two systems:

1) Two highly localized well-separated defect states play the dominant role in the
excitation of the NV center in diamond while one of the defect states is resonant
with the valence band for the divacancy in SiC.

2) NVcenter has strict C3, symmetry in the PL process while for divacancy in SiC it
may be a bit lowered to Cy), symmetry.

3) NVcenter has a clear PL signal at room temperature while this has not yet been
demonstrated by divacancy in SiC.

4) The spin-flip process in the PL process was already demonstrated for NV center
in diamond while this has not been investigated in detail for divacancy in SiC,
though electron paramagnetic resonance studies combined with photo-excita-
tion indicate that similar process may occur for divacancy.

Further investigations are needed on divacancy in bulk SiC in order explore the fine
details of its excited states. One may say from the present study that divacancy in SiC
might be an alternative for realizing the concept of solid state quantum bit.

18.4
Summary

We investigated the excitation spectrum of NV center in nanodiamond and divacancy
in SiC nanocrystal. We found that TD-DFT method with PBEO in the kernel could
reproduce the experimental data observed in their bulk counterparts. We discussed
the validity of these results by careful inspection of the model and its electronic
structure. Our results imply that TD-DFT method with non-local DFT functional
together with nanocrystal models may be applied for studying the excitation of defects
in bulk crystals when the excitation occurs between well-localized defect states.
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Which Electronic Structure Method for The Study
of Defects: A Commentary

Walter R. L. Lambrecht

19.1
Introduction: A Historic Perspective

The title of the CECAM workshop that gave rise to this compilation is “Which
electronic structure method for the study of defects?” (see the Preface by Dedk [1]).
The first question, the reader might ask is why this question arises now. After all, the
standard framework for dealing with defects in materials has been around for atleast
a few decades and has made significant contributions to our understanding of a wide
variety of defects in semiconductors.

The “standard” toolkit includes density functional theory (DFT) combined with
supercell band structure calculations. That is, the electronic structure problem is
reduced to a standard band structure problem by using periodic boundary conditions.
For surfaces, one uses a repeated slab geometry with vacuum regions to separate the
surfaces; for interfaces, the artificial periodicity is introduced in only one dimension,
while there still is a physical periodicity in the other two directions. For point defects,
one needs to impose artificial periodicities in three dimensions, resulting in a faster
increase of the size of the system that needs to be calculated. Dislocations, which are
periodic in only one direction, are actually more complex because of their long-range
strain fields and to avoid those, one either needs to use an opposing Burger’s vector
dipole pair of dislocations, or use a finite sample surrounded by vacuum regions for
which one can then again restore periodicity in the two remaining dimensions. In
any case, this compilation almost entirely focuses on point defects in the bulk of
materials, not at surfaces or in nanostructures or not on extended defects, so we here
restrict the discussion to point defects.

The main reason almost all calculations nowadays use periodic boundary condi-
tions is a matter of convenience. One can use the general purpose computer
programs that have been developed for band structure calculations, once these have
been boosted to be able to deal with sufficiently large number of atoms. This is not
the only choice, one could resort completely to finite models, or clusters, or one
could embed the defect region into a perfect crystal by means of Green'’s function
techniques.

Advanced Calculations for Defects in Materials: Electronic Structure Methods, First Edition.
Edited by Audrius Alkauskas, Peter Dedk, Jérg Neugebauer, Alfredo Pasquarello, and Chris G. Van de Walle.
© 2011 Wiley-VCH Verlag GmbH & Co. KGaA. Published 2011 by Wiley-VCH Verlag GmbH & Co. KGaA.
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Clusters are still popular with quantum chemists. Their drawback is that the
surface of the clusters presents a more severe perturbation than the milder periodic
boundary condition. One can avoid it to some extent by artificially satisfying the
surfaces dangling bonds with pseudo hydrogens, but there is no obvious advantage
to them compared to supercell techniques, except perhaps if one wants to use more
advanced treatments of correlation than available in DFT, such as multiconfiguration
interaction methods [2].

On the other hand, the most sophisticated approach to point defects, leading to an
exact embedding of the local environment of the defect in the surrounding perfect
crystal using correct boundary conditions is the Green’s function method. Unlike in
supercells, the band edges are defined precisely and one can calculate not only bound
states in the gaps but also changes in the total and local densities of states within the
bands, in the form of resonances and anti-resonances. One can make sure that
the defect states, obey the exact symmetry of the defect site and are not influenced by
the supercell geometry. One naturally treats an open system, into or out of which
charge can flow as set by the chemical potential, without any uncertainties on how
to define the chemical potential relative to the bands unlike the need in supercells to
restore neutrality by artificial means such as a compensating homogeneous back-
ground charge density. In fact, there was a large amount of work done in the late
1970s-1980s to develop Green’s function methods for point defects [3—13]. Strangely,
these methods were abandoned in large part. The reason for this in my opinion is not
because these methods were less intuitive or intrinsically less powerful, but rather
their development could not keep up with the pace of the standard supercell
approach. The original versions of these methods did not allow for relaxation of
the structure of the defects and in many cases were even restricted to specific
symmetries of the defect structure. On the other hand, practitioners using a standard
all-purpose band structure method, were able to solve the problems that arose from
experiment and required immediate attention. In particular, their ability to use the
correct relaxed structure near the defects was a crucial advantage to get the essential
physics correct. Meanwhile, practitioners of the Green’s function methods, had to
keep on generalizing their codes to handle such problems.

A second reason why the standard approach won the race is no doubt the almost
universal use of plane wave basis sets as opposed tolocalized basis sets. For the latter itis
notoriously moredifficultto prove convergence and to calculate forces analytically. Their
main advantages, a local “chemically intuitive” description and smaller basis sets were
nomatch againstthe brute force plane wave approach as computer power increased and
more importantly iterative minimization algorithms [14] for dealing efficiently with
these intrinsically much larger basis sets were developed. In other words, itjust became
too easy to tackle the active research problems with the supercell technique. Why would
one need to develop a special technique for point defects if the standard all-purpose
method could do the job and provide answers the experimentalist needed?

One might thus have expected a lively discussion on which methods to use in the
early 1980s, when the Green'’s function methods were still widely in use and cluster
calculations were still competitive with the supercell approach. But nowadays, only
a few practitioners of that approach remain. One at least is represented in this
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compilation (chapter 17, [15]). Development of methodologies for dealing with ever
larger systems, has of course continued, in particular, the development of order-N
methods. The large driving force for developing those methods has been the advent of
nanostructures, but by and large they are not being applied very much to point defects
in solids. It appears that the sizes we need to handle point defects satisfactorily are
compatible with the computing power available without these new large scale system
methods. Nonetheless, at least one article in this compilation discusses progress in
developing methods to solve standard Kohn—Sham equations more efficiently for truly
large systems (chapter 16, [16]).

At the same time, while it was long known that the local density approximation
(LDA) (or its slight modification, the generalized gradient approximation, GGA)
underestimates band gaps in semiconductors, the attitude of many studying point
defects, has been to just put up with this problem by focusing on quantities which
were supposedly not affected by this shortcoming. Thus the emphasis of point defect
studies shifted from calculating one-particle energy levels or changes in densities of
states in the bands, to total energies, energies of formation of defects and transition
energies. As long as one avoided explicitly calculating excited state properties, the
thinking went, we were safe. After all, transition energies are defined as the position
of the chemical potential relative to the band edge, where one charge state becomes
lower energy than another, so we keep focusing on the ground states, which is after all
the legitimate quantity to calculate in DFT. Other quantities, which seemed safe are
charge densities, and spin densities and those define such things as the hyperfine
parameters, so useful to electron paramagnetic resonance (EPR) experimentalists, or
local vibrational modes as measured by infrared spectroscopy.

Nonetheless, it appears that in the last few years, increasingly the “festering”
underlying problems of the supercell plus LDA (or GGA) paradigm have become
more apparent and have been increasingly discussed in the literature. In part, this is
probably because a lot of the recent applications have been on more challenging
systems. For example, wide band gap semiconductors and oxides, including tran-
sition metal oxides, present a new challenge that brings out these underlying
problems. Transition metal impurities with strongly correlated d-states have received
increasing interest in the context of dilute magnetic semiconductors. The underes-
timate of the band gap by LDA (and GGA) in these systems is often larger. Defect
levels that should be and are experimentally in the gap, appear as resonances in the
bands in the LDA calculations leading to qualitatively wrong descriptions of the defect
behavior. The more ionic nature means that screening is reduced and brings out the
effects of the Coulomb interactions more vividly. In particular, the self-interaction
error of LDA and the orbital dependent correlation and exchange effects are being
put in the spotlight in these systems. Ionic systems also exhibit stronger polaronic
effects, which as will be seen below are strongly suppressed by LDA because of the
incomplete cancellation of the self-interaction. Due to the reduced screening,
spurious interactions involving charged defect states are also exacerbated.

In any case, whatever may have been the reason why these problems resurfaced,
whether they were always there and they were just temporarily ignored while the
community was absorbed in the successes of the standard approach, until our
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demands for accuracy and rigor overtook, or because the problems were becoming
more apparent in the new systems to which the attention has shifted, this renewed
debate on the methodologies is highly welcome.

At the same time, there has been a strong push in recent years to go beyond the
limitations of DFT to ground state properties. The quasiparticle excitations can now
be calculated in Hedin's GW approximation [17, 18] using pseudopotential plane
wave [19-22], all-electron linearized augmented plane-wave (LAPW) [23, 24], line-
arized muffin-tin orbital (LMTO) [25-29], and projector augmented wave (PAW)
implementations [30-32]. Even electron-hole interactions affecting optical proper-
ties can be treated by the Bethe—Salpeter equation approach [33-39]. Time dependent
DFT provides an alternative way of dealing with excited states [36, 40]. Finally, the
Quantum Monte Carlo method has continued to make strides and is represented in
this compilation with chapter 2 by Hennig and coworkers [41]. While such meth-
odologies are still computationally demanding and until recently only feasible for
small systems like perfect crystal unit cells, parallelization of codes, and new
algorithmic developments are now letting these methods make inroads in the defect
world. At the same time, approximate methods to include some of the essential
correlation or orbital dependent effects have continued to be developed, such as
LDA + U (or GGA + U) and hybrid functionals.

Thus, the time is ripe not only to re-assess the accuracy of the standard approach
now that we can push its limits by shear computational power but to incorporate these
new methodologies beyond LDA into the world of point defects.

This compilation gives the reader a sampling of some of the problems under
discussion. It will not provide definitive answers because there is as yet no consensus
on many of these problems, but atleastit will set the stage for further investigation and
will allow a newcomer to the field to quickly get involved in the middle of the debate.

In the remainder of this article, I will comment on some of the highlights of the
workshop and where the reader will find them in this issue.

19.2
Themes of the Workshop

Rather than commenting on the individual articles found in this book, the discussion
is centered around a few themes that run throughout several articles and an attempt is
made to place these in context and point out their connections. The themes are: (i)
dealing with periodic boundary condition artifacts, (ii) dealing with the band gap
underestimate by LDA, (iii) dealing with the self-interaction error of LDA, and (iv)
developments of alternative methods to DFT and excited state methods.

19.2.1
Periodic Boundary Artifacts

Essentially the task is to extract the information on a single defect in the dilute limit
from a calculation with periodically repeated defects at the smallest concentration one
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can handle computationally. Periodicity imposes several artifacts: the defect levels
broaden into bands because of their interaction, the structural distortion around
the defect may result in long-range elastic forces, and for charged defects, there is
a spurious Coulomb interaction between the image charges and between them and
the compensating background one introduces to enable a meaningful definition of
total energies. The total energy of an infinite periodic system is only well-defined if it
is overall neutral.

The direct band broadening effects are presumably easiest to avoid if the defects
wave functions are exponentially localized, which is the case for deep defects, while
for shallow defects, an accurate description of the binding energies relative to the
bands is probably better attempted in the framework of effective mass approximation
methods [42-48].

Nonetheless, some care is needed to deal with defect band dispersion. Aradi
et al. [49] for example use a tight-binding fit to the defect band dispersion to derive the
center of gravity of the actual isolated defect level. This approach was used earlier by
Louie et al. [50] and is more important the smaller the cells are. Wei and Yan [51] in
chapter 13 of this compilation discuss an approach in which the one-electron defect
levels calculated at the I'-point, which reflect the correct symmetry of the isolated
defect levels, are combined with the transition state approach. The point is that one
generally uses a special k-point set to calculate total energies and the differences in
defect level position at the special k-point from that at I" needs to be taken into
account.

The elastic effects are expected to behave like 1/L* while the image charge
electrostatic effects are longer range and expected to behave like 1/L with L the
characteristic length scale of the supercell, say 1/ V'/* with V the volume. The fact
that the image charges in the neutral background leads to a spurious Madelung
contribution ayg? /€L to the total energy of the system is known since the work of
Leslie and Gillan [52]. Makov and Payne [53] identified a correction describing the
interaction of the quadrupole moment of the defect density with the background
going as 1/L%. Nonetheless, these proposed corrections were not universally
adopted by practitioners in the field. It was for example argued by Segev and
Wei [54] that if the defect density becomes delocalized the Madelung model,
invoking point charges in jellium, overestimates the corrections. This point of
view is discussed in Wei’s contribution in this compilation (chapter 13, [51]).
Instead these authors proposed to use an extrapolation scheme proportional to 1/V
or proportional to the number of atoms in the cell. Gerstmann et al. [55] also
criticized the approach for the case of delocalized defect wave functions. Other
more sophisticated approaches were introduced but because they are more difficult
to implement or focus on periodic boundary calculations of molecules, were rarely
used [56]. One confusing point here is that even if the defect wave function is
delocalized, the total electrostatic density perturbation contains the d-function part
of the nuclear charges and thus certainly the total charge density contains a point-
like monopole contribution. A major reason why it has not always been that clear in
practical studies to see the pure g”/ L behavior, is that other finite size effects may be
dominating. To clarify the situation, it is best to consider the effect in unrelaxed
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structures and one needs large enough cells of order several 100 atoms, before this
behavior becomes apparent [57]. Attempts have been made by several authors to fit
separately, 1/L and 1/L° terms [58].

Recently, the problem was reformulated in a slightly different manner by Freysoldtet
al. [59] and their method is described in additional detail in chapter 14 of this
compilation [60]. Their analysis is based on plotting the defect minus perfect crystal
potential and subtracting from it a long-range part, calculated with an assumed
unscreened defect charge model, which in the simplest case is just a point charge.
Oneimportantpointarising fromtheiranalysisis thatin doing so one mustaccount for
an arbitrary constant shiftin the potential, a so-called alignment potential. The latter is
chosen so that the remaining short-range part of the potential explicitly goes to zero far
away from the defect. If necessary to make the potential flatin the region far away from
the defect, a more sophisticated defect model charge density is introduced. This
alignment term has the form gA;, and enters the defect formation energy together
with the qEr term which represents the chemical potential of the electron which one
must add to describe correctly the change in Gibbs free energy of the charged defects,
which is considered to be an open system in connection with an electron reservoir.
Usually, this term is added separately but in Freysoldt et al.’s analysis, it emerges
naturally from their consideration of the spurious interaction energies which one
wishes to remove.

It is important to note that the alignment term goes as 1/V and was also

emphasized by several other authors [57, 61-64]. It is being used by many other
authors in some form or other, although the procedure used for determining itis not
always explicitly mentioned in the literature. When a defect is created in charge state
+ g, the electron must be removed to the electron reservoir with energy its chemical
potential u, = Eypm + Er. Usually, one measures the Fermi level here relative to the
valence band maximum (VBM). However, the question is how to calculate E,p, of the
perfect crystal in the defect containing cell. One might think this is just the highest
occupied band (at the appropriate k-point), not counting the defect levels in the
supercell itself, but the problem is that the defect may have perturbed the band edges
in the supercell. It helps to plot the bands of the supercell, so one can recognize defect
levels from host bands by their dispersion. The accepted alignment approach is touse
a “local characteristic” of the potential, say the average of the electrostatic potential
over an atomic sphere, or the potential at the muffin-tin radius in methods that use
such spheres, or a core level. If one now knows the valence band energy in the perfect
crystal relative to this “local potential marker,” then all we need to determine is the
same marker at atoms far away from the defect in the supercell containing the defect.
Typically, one needs to average over a few atoms far away from the defect, and this is
for instance illustrated in Lany and Zunger [65]. Freysoldt et al. [59, 60] essentially use
a well defined separation approach of long and short range parts of the defect
potential with a built-in check to make sure that after the long-range effects are
subtracted the short-range potential indeed just becomes a constant. But essentially,
it is just a different way of determining the alignment potential and the
remaining correction is just the Leslie and Gillan [52] Madelung correction or the
1/L Makov- Payne term [53].
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Now, there still remains the question of the Makov and Payne’s quadrupole term.
Lany and Zunger [57] recently pointed out that the net quadrupole of the defect charge
density Q  I?, i.e,, it is not independent of the supercell size and the quadrupole
correction 2:tqQ /&L then effectively behaves also as a 1/L term. The reason for this
observed behavior is that Lany and Zunger’s defect charge density from which the
quadrupole moment is calculated includes the screening charge density which
becomes almost constant at large distance from the defect in the supercell. The
definition of Q involves an integral over r2o(r) and is thus dominated by large r. The
same behavior in fact was pointed out earlier by Lento et al. [66]. Furthermore, Lany
and Zunger [57] found that this reduces the monopole correction by a factor which is
essentially independent of defect and amounts to about —1/3. Thus their prescription
for the image charge correction becomes: take 2/3 of the point charge correction.

On the other hand, Makov and Payne [53] defined Q explicitly as “the second radial
moment only of that part of the aperiodic density that does not arise from dielectric
response or from the jellium, i.e., is asymptotically independent of L.” This contradicts
Lany and Zunger’s statement that Q oc L2 but this is simply a question of whether or
not one here includes the short-range dielectric screening. We here say short-range
screening because the remaining long-range screening is included by dividing by the
dielectric constant. It is not obvious how to determine Q according to Makov and
Payne’s strict definition and one might wonder why all (even short range) effects of the
screening density should be excluded. Lany and Zunger define the defect charge
density simply as the difference of the charge density in the cell with the defect minus
the corresponding perfect crystal charge density calculated in the same cell.

In my opinion, this is closely related to the question, is it actually correct to include
a compensating background density? In reality a charged defect is after all com-
pensated by other defects far away and not by a homogeneous back ground. Near
interfaces for example, it is well known that one has depletion layers which are
actually charged. On the other hand, if we consider a finite small region around the
defect, say one or two shells of neighbors, and consider this as an open system, then
clearly charge can flow into this region. In principle it should be determined self-
consistently in the presence of a given chemical potential of the electrons. The latter
sets the energy up to which to integrate the local densities of states to determine the
total charge inside the defect region. So, if a defect level is below it, it will be occupied
and if above it, it will be empty. Even in a Green’s function method, one would only
treat a finite region of a few cells around the defect as the region where the potential
is assumed to be different from bulk. Butif the defect region retains a net charge, the
potential outside still has a long-range Coulomb tail. Presumably that could be used
as boundary condition for the potential in the defect region although I am not aware
of calculations where this was explicitly done. Asymptotically a charged defect should
behave as g/(er) with & the macroscopic dielectric constant, but this means that
the net charge of the defect region is reduced to g/¢, meaning that g[1 — (1/¢)] has
indeed flown toward the defect. As long as ¢ is fairly large (perhaps a wrong
assumption for very ionic oxides!) assuming local charge neutrality seems a rea-
sonable approximation. In other words, the background density represents to some
extent the physical screening charge density, more precisely, the short-range part of it.
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Thus, the screening charge density if included in the definition of Q seems to arise in
large part from the background density. The quadrupole correction of Makov and
Payne is the interaction of this quadrupole with the background. So, it is somewhat
puzzling whether this needs to be included since it appears to amount at least in part
to an interaction of the background with itself. A detailed argument of Lany and
Zunger’s point of view can be found in Ref. [65].

A subtle point is to what extent the background density is really included in the
codes thatare commonly in use. In some codes, it appears the latter’s presence is only
assumed in order to give a well defined meaning to the reference electrostatic
potential, which implicitly assumes charge neutrality but the interaction of the
background density with the electrons and nuclei is not explicitly included in the total
energy. This point is also discussed in [57, 65]. Other codes may explicitly add
the uniform background density to the charge density in a systematic manner. This is
for example the case in the FP-LMTO code [67].

Now, so far we have only considered corrections to the total energies of the system.
In another recent paper, Lany and Zunger [68] showed that also one-electron energy
levels are subject to finite size potential shifts.

On the other hand, it is worthwhile mentioning that some attempts have been
made to go outside the standard practice of using a compensating background.
Schultz [69-71] for example has advocated the use of a local moment counter charge
approach, in which long-range effects of the net charge of the defect are treated with
boundary conditions of a single isolated defect in calculating the electrostatic
potential, while the remaining moment free (up to some moment order) density
is treated with the usual periodic boundary conditions. The special role of an
undetermined alignment potential also crops up in his theory. Its advantages and
disadvantages versus the neutralizing back ground density have been studied by
Wright and Modine [72] and by Lento et al. [66] One finds, in fact that the convergence
with size of the system is slower than in the background charge approach and outside
the defect region, still a classical continuum model polarization correction must
be added. We cannot delve into the details of these other approaches here and
conclude that likely, discussions of finite size effects will continue for some time.

As mentioned in Section 19.1, periodic boundary artifacts can in principle be
entirely avoided by resorting to Green’s function methods which provide an exact
embedding of the defect region in the host crystal. A remarkable feat of such methods
is that they are able to describe the correct defect wave functions well outside the region
in which the potential (and possibly the structure) is perturbed. This is emphasized in
the contribution by Gerstmann [15] in this monograph (chapter 17). Itis evidenced by
the degree of accuracy with which it can describe hyperfine and super-hyperfine
interactions. While the Green’s function methods were originally developed with deep
defects in mind, they have now apparently found their most impressive performance
on shallow defects. Even though in his approach, the long-range Coulomb tail of the
charged defectis notincluded, and thus the shallow defect becomes a resonance in the
conduction band, it is possible within this approach to accurately identify the
resonance in the density of states and thus to reconstruct the charge density from
the Green’s function integrated over the energy range of the resonance.
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Shallow defects have perhaps been overlooked for a while with the impression that
the shallow defect problem was solved in terms of effective mass theory (EMT) long
ago. Nonetheless Gerstmann'’s contribution here draws attention to the shortcom-
ings of the EMT in terms of describing the so-called central cell correction. We also
point out that some recent work is trying to revive the EMT with novel approaches to
refine the central cell potential [46—48]. Perhaps a fruitful avenue will be to combine
first-principles supercell or Green’s function approaches to extract central cell
potentials to be used in EMT.

19.2.2
Band Gap Corrections

As is well known, the Kohn-Sham eigenvalue gap is underestimated by the LDA. On
the other hand, the prime question about point defects is where the defect levels,
either one-electron levels or transition levels lie with respect to the band edges. Thus,
a correction of the band gap is necessary before one can compare to experiment.

The most dramatic failure related to the band gap underestimate occurs when it
leads to an erroneous occupation of host states rather than defect states because the
defect level becomes a resonance in the bands. This situation for example occurs for
the oxygen vacancy in ZnO [73], a defect that was discussed by several contributors at
the workshop and has become a sort of benchmark [68, 74-78].

In the past, several approaches have been used: some are a posteriori corrections,
some are addressing the problem at the level of the Hamiltonian by going beyond
LDA in some way or other. A posteriori corrections come down to deciding what is the
nature of the defect state. If the defect is essentially a shallow acceptor, the idea is that
the defect level position relative to the VBM is correct, and one would then just shift
up the conduction band minimum (CBM) without changing the defect level. If the
defect is a shallow donor state, the defect level would be shifted up along with the
CBM. If it is a deep defect, the intuitive idea is that the level would shift according to
how much itis valence band or conduction band like. How to apply this intuitive idea
in practice is another matter and different approaches give different results.

One approach goes by the name of a “scaled scissor correction.” The approach
consists in determining the projection of the defect state onto valence and conduction
band edge states to determine its percentage valence and conduction band charac-
ter [79]. However, its limitations were pointed out by Dedk et al. [80] by comparing
how much the one-electron levels shift in this approach compared to a GW
quasiparticle calculation.

A related idea was used by Janotti and Van de Walle [77, 81] for the oxygen vacancy
in ZnO. The LDA + U approach is designed originally to deal with localized orbitals
such as semicore d states or open shell d and f systems [82, 83]. It produces a partial
band gap correction because it reduces the p—d hybridization. Janotti and Van de
Walle [81] reasoned that the extent to which this correction shifts the defect level,
shows to what extent it is valence or conduction band like and thus used this as a basis
for extrapolating to the full gap correction, even if the rest of the band gap correction is
not arising from the p—d hybridization effect. However, it is not clear that one can
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decompose the defect wave function in CBM and VBM like host states. Certainly for
deep defectlevels, the idea of pinning the defectlevel to the host state at one dominant
k-point seems incorrect.

The scissor shift is easily incorporated in Green’s function methods [4, 8, 15]. In
that case, one could even relatively easily include different shifts at different k-points
instead of a uniform shift.

A better approach clearly is to use an energy functional or Hamiltonian for the host
that reproduces the correct gap, or at least gives a better approximation to it that
results in a qualitatively correct starting point. We already mentioned that the
LDA + U approach at least partially opens the gap. An extension of this approach
is applying it to the states that dominate the CBM, typically cation s-like states [73, 74].
Another is to add simply non-local external potentials that shift the appropriate
states [57, 84], or to use modified pseudopotentials [77, 85]. The success of such
approaches depends significantly on the details of the implementation [74]. While
their main advantage is simplicity and computational efficiency, it is undesirable
that one needs to adjust these potentials on a case by case basis. Much hope for
a universally applicable approach is placed these days in hybrid functionals.

Hybrid functionals were discussed by several contributors to the conference [75,
77, 86-88]. Hybrid functionals essentially mix some Hartree—Fock with LDA or GGA
exchange. Thereby they add an orbital dependence to the exchange correlation
functional that is missing in the LDA. This is also what the LDA + U methods are
essentially trying to mimic. While hybrid functionals were first explored by chemists
for small molecules, e.g., the Becke B3LYP functional [89, 90], more recent versions
seem to be rather successful to reproduce band gaps of standard tetrahedrally bonded
semiconductors. The main new development however, is that they are now being
implemented in the popular plane wave programs and can thus more readily be
applied to the systems of interest. They still are typically much more time consuming
than semilocal functionals.

Among hybrid functionals, we can distinguish those that mix a fraction o of
unscreened Hartree—Fock with GGA, and those that use screened Hartree—Fock. The
former approach is called PBEO or PBEh [91] if the fraction is oo = 0.25 and added to
the original PBE-GGA functional [92, 93]. This fraction was argued to be optimal
based on many-body perturbation theory [91]. The drawback of including unscreened
Hartree—Fock is the 1/r singularity of Hartree—Fock, which manifests itself as a 1/4”
singularity in reciprocal space. How to treat this carefully is discussed by Alkauskas
et al. [86, 94] and by Kotani et al. [28] Among the screened HF approaches, the
HSE [95, 96] introduced by Scuseria and coworkers is most popular. In that approach,
the Hartree—Fock is divided in along-range and short range (or rather medium range,
as explained by Scuseria in his contribution to this volume [88]) by means of an error-
function cut-off similar to the well-known Ewald procedure, and a fraction of the
medium range part is included in the final functional. Roughly speaking, the idea is
that truly long-range behavior will be canceled by corresponding correlation and
should be avoided because it would lead to unphysical behavior in metals for example.
Atthe same time, this makes the computational approach more easy to implement. A
detailed discussion of why it is believed to improve band gaps and which band gaps is
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provided in chapter 6 [88]. This chapter also discusses to what extent one can expect
that a universal materials independent range-separation of exchange and correlation
can be expected to work.

An alternative implementation of mixing screened Hartree—Fock is the so-called
screened exchange approach [97-99]. The latter is discussed here in the chapter by
Clark and Robertson (chapter 5, [75]) and their recent papers [76, 100, 101] and is
justifiable as a Generalized Kohn—Sham scheme [97]. In that case, the screening of
the exchange is usually done by a Thomas-Fermi exponential screening and the
screening length is not arbitrarily chosen but determined by the valence electron
density (excluding d-electrons). The fraction of screened HF included is determined
by the double counting correction in that case. A well defined LDA of the screened
exchange exists and is subtracted from the usual LDA so that in practice again a mix of
LDA and screened HF is effectively used.

The HSE approach has been implemented [102, 103] in Vienna ab initio simulation
package (VASP) [104] and has begun to be tested for point defects by several
contributors. Examples represented in this compilation are the chapters by Dedk
etal., (chapter 8,[87,105]) Van de Walle and Janotti (chapter 9, [77]), and Alkauskas et al.
(chapter 7, [86]). Dedk et al. (chapter 8, [87]) emphasize the importance of obtaining
accurate defect energy levels as a prerequisite for obtaining accurate formation
energies and other derived properties. They consider a variety of correction approaches
of the one-electron levels and their impact on total energy properties. The SX approach
was implemented by Clark and Robertson [75] in CASTEP [106] and has been much
less used, so it is too early to compare with the HSE approach in terms of practical
results. Ithas previously been implemented in FLAPW by Freeman and coworkers [99].

In spite of the successes of these hybrid functional approaches, there remain
several issues under debate. One approach is to adjust the fraction a of mixing in
(screened) HF so as to exactly adjust the band gap for a particular system. The other is
to stick to the universal 0.25 mixing factor. The second freedom is what screening
length or long-range cut-off parameter to use. Unfortunately, these choices still lead
to significantly different results for defect levels relative to the band edges, notably
again the oxygen vacancy in ZnO as can be seen by comparing results from the
different groups [68, 74-77].

Another question is, if one adjusts the mixing parameter for each system, then
what to do at an interface? This question is addressed by Alkauskas et al. [86, 107].
Another interesting point raised by these authors [108] is that at least for well localized
defects, it appears that defect levels measured relative to the average electrostatic
potentials are in much better agreement among different approaches than relative to
the VBM. In other words, the problem appears to lie in determining the band edges
rather than the defect levels! Thus, one needs to investigate not only how well these
new functionals do on the band gaps but how they do on the individual band edges.
This however is a tricky question because individual energy levels on an absolute
scale cannot be defined in a periodic crystal [109]. Nonetheless, whether such a level
has physical meaning or not, one can refer levels with respect to the average
electrostatic potential as zero and ask how these differ in different approaches, such
as GGA, HSE, and GW. Komsa et al. [110] recently discussed how the different mixing
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and screening parameters in hybrid functionals affect the band edges and defect
levels relative to the electrostatic potential reference.

The most accurate approach for band gaps in semiconductors at present is the GW
method. On the other hand, itis also the most computationally challenging to apply to
defects. Secondly, GW does not readily fitinto the DFT framework for total energies. It
is a many-body perturbation theory for quasiparticle excitations. As such there is now
arefocus of interest in one-electron energies [80]. One inventive approach by Rinke et
al. [111] and discussed here in Giantomassi et al. [112] is to use a mixed approach of
GGA and or hybrid functionals with GW. The idea is that GW quasiparticle energies
give correctly the vertical (unrelaxed) total energy difference occurring in a change of
charge state of a defect. After all, this occurs by transferring an electron from the
defect level to a band state or vice versa. So, in principle, GW gives this excitation
energy correctly for fixed geometry. The hybrid functional or GGA approach is then
used subsequently to study the relaxation energy in a given charge state. This is a
promising approach, which was recently also applied to the oxygen vacancy in ZnO by
Lany and Zunger [68]. The GW method was well represented with several talks at the
work shop and is further discussed in the next section.

While for some time calculations have focused on energies of formation and
transition levels, i.e., the Fermi energies where the formation energies for different
charge states cross, the use of GW brings back the one electron levels into focus.
Relatedly Dedk et al. [87] remind us that the one electron levels are a significant part of
the total energy expression and thus changing these one-electron levels by for
example gap corrections indirectly also changes the total energy derived quantities.

19.2.3
Self-Interaction Errors

A second important error of LDA that was widely discussed at the workshop is the self-
interaction error. In Hartree—Fock, the exchange term exactly compensates the
Coulomb interaction of an electron in a specific one-electron eigenstate with itself.
LDA and GGA make approximations to the exchange functional and hence the self-
interaction error (SIE) is not exactly canceled. This among other leads to a tendency of
the semilocal functionals (LDA and GGA) to favor states in which defect electrons
delocalize over several atoms. Hartree—Fock on the other hand misses correlation
effects entirely and too strongly favors localization. This problem has been known for
some time now to affect the structural relaxation primarily for deep acceptors [113—
120]. It prevents the formation of a localized hole on a specific atom and the
accompanying symmetry breaking relaxations, so-called Jahn-Teller distortions. Such
localized relaxations trapping an electron or hole, are also called self-trapped polarons.

Oneoftheearliestsystemsinwhich this problem was noticedis the Alacceptorin SiO,.
While LDA spreads the defect wave function equally over the four nearest neighbors,
Hartree—Fock finds alocalized state on one of the oxygens and it was recognized that this
results from the spurious self-interaction error of LDA [113]. Subsequently, it was shown
that a calculation including explicitly the self-interaction correction for the defect state
solves the problem [114]. However, applying an ad hoc self-interaction correction for a
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specific defect state is cumbersome. Others found that LDA + U could also solve the
problem [115]. Other defects were soon identified that show similar problems, for
example the Zn vacancy in ZnO, the Liz, in ZnO [116, 120, 121].

The contribution in this compilation by Lany (chapter 11, [122]) discusses the
problem and his cure for it. While LDA + U including Coulomb interactions U on
the anion p states would help to localize the corresponding hole states, they have the
disadvantage that applying a sufficiently strong U may perturb the host band structure.
Lany and Zunger therefore construct a so-called hole state potential, which by con-
structionis zeroaslongasthe occupation of the anion p-orbitals is the same as thatof the
host. Only those orbitals on which a hole localizes, thus decreasing their occupation
number feel a repulsive potential that further re-enforce the localization by pushing the
level into the band gap. In order to answer the question, how strong should the
localization potential be, they apply a so-called generalized Koopmans’ theorem [123].

As shown by Perdew et al. [124] the total energy as function of occupation number in
exact DFT for open systems with a continuously varying occupation number should
be a piecewise linear function. The impacts of this on the delocalization problem were
pointed out recently by Mori-Sanchez et al. [125]. Because of Janak’s theorem [126] the
linearity of the total energy implies constant Kohn—Sham eigenvalues as function of
occupation numbers. LDA shows convex d*E/dn? > 0 and Hartree—Fock concave
d*E/dn? < 0 behavior instead of linear behavior. A correct behavior leads to equality
of the total energy difference (ASCF approach) with the Kohn-Sham eigenvalue
for the defect levels, or satisfying a generalized Koopmans’ theorem. Originally the
theorem was derived within Hartree—Fock theory[123] butis only valid for delocalized
states. Lany and Zunger thus adjust the strength of their hole-state potential so as to
satisfy the generalized Koopmans’ theorem and find that in many cases this leads to
polaronic behavior where LDA fails to describe the correct relaxation of the system.

Others have used LDA + Uand adjusted the U-value to satisfy the same criterion,
for example in a study of polaronic trapping in TiO, [127]. Interestingly, the same
considerations about the required linear behavior of the total energy as function of
occupation number are at the heart of a recently proposed method for determining U
in LDA + U methods [128]. The use of Janak’s theorem to calculate transition
energies in the context of LDA + U theory was also advocated by Sanna et al. [129]. A
point that should not be forgotten in this context is that Janak’s or Koopmans’
theorem refer to a specific eigenstate, while in the LDA + U or hole-state potentials,
one applies it to a basis set specific state or local atomic orbital. This is different from
the explicit self-interaction correction by d’Avezac et al. [114].

While the correct physics, requiring an increased separation of empty and filled
defect states is built into these methods and its strength is adjustable according to
a well-described ab initio criterion, one might object against the ad hoc form of the
hole state potential or worry whether applying such LDA + U corrections would not
spoil other aspects of the electronic structure for the host system. It is therefore of
interest to see how hybrid functionals do for such polaronic systems. For example,
Clark and Robertson [75, 76] note that their screened exchange method correctly
describes the polaron hole trapping at the Zn-vacancy in ZnO with localization on
a single atom. Dedk et al. [105] discuss the satisfaction of Koopmans theorem by the
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HSE functional. The application of the B3LYP hybrid functional to bound polarons in
ZnO was discussed at the workshop by Du and Zhang [120]. A comparison between
the hole-state potential and the HSE hybrid functional for Ny can be found in Lany
and Zunger [117] and Lyons et al. [130].

19.2.4
Beyond DFT

Besides the direct applications to defects, the workshop contained a good deal of
discussion of the underlying methodologies that go beyond LDA. The main issue is
how to make the more advanced methods, such as GW, Bethe—Salpeter equations,
time-dependent DFT efficient enough to become applicable to large systems as
required for point defect studies.

Two examples represented in this compilation are the chapters by Umari et al.
(chapter 4, [131]) and Giantomassi et al. (chapter 3, [112]). Umari et al. [131, 132]
discuss the use of a separate small orthogonal basis set for expanding the polariz-
ability operator. It should be recognized here that the bottleneck of GW calculations is
the calculation of the wave vector and frequency dependent polarizability that goes
into the calculation of the screened Coulomb interaction W. In most GW calculations
this quantity is expanded in plane waves. Umari et al. discuss the construction of a
separate small basis set that spans the space of products of Wannier functions. This
approach reminds me of the product basis set approach introduced by Aryasetiawan
and Gunnarsson [133]. While they construct product basis functions of muffin-tin
orbitals rather than Wannier functions, the underlying idea is similar. We note that the
product basis supplemented with plane waves forms the basis for expanding polar-
izability, screened and bare Coulomb interactions in the FP-LMTO implementation of
GW by van Schilfgaarde et al. [27-29] Umari et al.’s approach shows great promise to
speed up GW as they show by applying it to supercells containing a few 100 atoms.

One of the remaining problems is the need to sum over a large number of empty
states. This problem was also tackled by Umari et al. [134] by reformulating the
calculation in such a way that no explicit summation of empty bands is required.
Instead one uses the completeness and rewrites the sum over empty states as one
minus the projection operator over all filled states. This is essentially similar to the
Sternheimer approach that has been so successful in linear response theory [135]. A
very similar approach was recently introduced by Giustino et al. [136].

The chapter by Giantomassi et al. [112] on the other hand discusses approaches
beyond the GW approximation. For example, they discuss the inclusion of so-called
vertex corrections as well as the so-called quasiparticle self-consistent GW approach.
After all, GW as conceived by Hedin is only the first approximation in a perturbation
series. The key here is that usually GW theory is applied as a one-shot correction to
some underlying one-electron theory. The latter is usually LDA or GGA but could also
be HSE or LDA + U. The idea of QS-GW is to construct the best one-electron
(generalized) Kohn—Sham starting point with a non-local exchange potential extracted
from the GW self-energy itself. The method was introduced by van Schilfgaarde
et al. [27-29]. and implemented with a FP-LMTO basis set and product basis sets.
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The way forward beyond GW is still a matter of debate. Early results indicated that
self-consistent GW without vertex corrections gave worse results that single-shot GW.
Other complications arise from the effects of semicore orbitals and differences
between all-electron and pseudopotential implementations. The QSGW appears to be
the most successful among those approaches and leads to small remaining and
highly systematic errors on the band gaps of a wide variety of systems, not only
standard semiconductors. One of the remaining errors is the use of the random
phase approximation (RPA) in the dielectric screening. Including electron-hole
interaction effects in the latter is expected to further improve the method.

Giantomassi et al. [112] also discuss various technical aspects of the GW method,
such as the summation over empty states, the plasmon—pole approximation, and the
PAW implementation. They show applications to the problem of band-offsets at
interfaces and to point defects along the lines discussed earlier.

While at present GW is used to calculate one-electron excitations, there is also
progress to turn GW into a total energy theory. In principle, it is closely related to the
RPA total energy [28, 137]. However, it is not yet clear how stable this approach is to
calculating total energies and how good they are compared to LDA or GGA and
experiment. A recent evaluation of RPA was made by Harl et al. [138, 139].

At the workshop some results were also presented by M. Rohlfing applying the
Bethe—Salpeter approach including excitonic effects to defect problems. While no
contribution of his is included here, we refer the reader to [140-142].

Relatedly, a time-dependent density functional approach to point defects is pre-
sented in this compilation by Gali (chapter 18, [143]). His approach is part of a new
direction that explores the calculation of excited states of defects. This is an extremely
important new direction because much of the experimental information on point
defects relates to optical excitations, within the defect. This first of all requires one to
use non-equilibrium occupations of the defect levels (constrained DFT) but secondly,
electron—hole excitonic effects can be expected to be important as they also are in low-
dimensional systems and molecules. The contribution here describes a combination
of such approaches, from the constrained DFT implemented with hybrid functionals
in VASP to a time-dependent DFT approach implemented in a cluster calculation. He
discusses two specific systems: the N-V centers in diamond and divacancies in SiC.

Finally, as mentioned earlier Hennig and coworkers (chapter 2, [41]) discuss
progress in Quantum Monte Carlo calculations. These calculations provide a bench-
mark for total energies for defects in relatively small supercells of order 16 atoms. The
discussion is mostly on Diffusion Monte Carlo and the various types of controlled and
uncontrolled error in this method and their application to self-interstitials in Si.

19.3
Conclusions

In this chapter, I have reviewed some of the main themes that were addressed during
the CECAM workshop “Which electronic structure method for the study of defects?,”
held in Lausanne, June 8-10, 2009. It was not my intention to be complete in this
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review but rather to give the reader a vivid impression of the issues that are currently
under discussion in this field and the progress that is being made. The commentary
given reflects my own point of view as a practitioner in this field and not necessarily
that of the papers mentioned. If my understanding is incomplete, I apologize to the
authors. I have tried to put the articles that can be found in this compilation in the
context of the current open literature. The articles in this compilation provide only
alimited glimpse at what was presented at the conference. First, not all presenters at
the workshop chose to contribute to this compilation and secondly, some chose to
focus on a particular part of their presentation. In any case, no set of separate articles
can ever capture the gist of the many lively discussions that followed the presenta-
tions at the workshop.

I have focused this commentary on the original question in the title, focusing on
methodology rather than on specific applications. At the same time, it should be said
that the reader of this compilation will encounter a wide variety of defect problems in
materials, from defects in Si to wide band gap semiconductors and oxides and
interfaces, showing that the field is very much alive and not at all in an impasse over
unsolved methodological questions. I have also tried to draw some attention to some
of the “forgotten” problems and approaches, which were not very much represented
during the workshop. In particular, the problem of EMT of shallow defects may see
some revival and the chapter included here on the Green'’s function approach [15] will
hopefully remind some people of the promise held by this method.

The newcomer or outsider to this field might at first get the impression that the
field is in turmoil with many conflicting opinions. However, the fact that these
methodological questions are now being discussed in the open literature is very
healthy for the field and will hopefully help newcomers to avoid common pitfalls in
how to apply these methods. It is pretty clear now that image charge corrections need
to be made for charged defects and attention has to be paid to the proper alignment.
Also, there is a consensus now that band gap corrections are important, in particular
in cases where the low LDA gaps would lead to incorrect band filling for certain
charge states. The different approaches to achieve it have their pros and cons: hybrid
functionals and GW are more expensive but unbiased, not empirical. Non-local
external potentials or LDA + U or hole-state potentials are less computationally
expensive but require careful selection of the associated parameters. The broader
availability of these new approaches will assist in their rapid deployment and will help
in ascertaining their success. In any case, it does not mean that all prior work with
LDA only is invalidated by the new approaches. It all depends on the system under
study and on what questions the calculation is trying to answer.

We should also be reminded of the continuing successes of the field. In the end the
task of computational physics in this field is to assist experimentalists in extracting
the maximum information and understanding from their experiments. The standard
approach for defect calculations has provided a lot of guidance on which defects are
likely to form under what circumstances and what the basic characteristics of specific
defects are. It has also been able to provide significant guidance on how to overcome
doping problems [51], and enables one to estimate defect concentrations accurately
taking into account rather complex defect chemistry and reactions. With the new
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approaches, the accuracy with which defect level positions can be calculated with
respect to the band edges is steadily improving. Theory still lags behind experiment:
optics experiments can determine differences between sharp photoluminescence
lines to better than a meV, and can purely spectroscopically distinguish different
defects. However, determining the chemical indentity of defects is likely to remain
a complex task requiring consistency between various experimental techniques, and
computational results. The new focus in the theory on excited state properties which
correlate more directly to optical studies is very promising. In fact, almost all
experiments deal with excited states, in some way or another, whether optically
activated EPR signals, or photoluminescence or optical absorption. The fact that we
can now start addressing quasiparticle and optical (electron—hole pair) excitations
including excitonic effects is an important advance in the theory. While the concepts
of Franck—Condon diagrams have been around for a long time, we can now start
actually calculating them just like for isolated molecules. Finally, defect wave
functions, in particular the delocalized or localized character can now be addressed.
In particular, great progress was made recently in realizing the importance of
polaronic effects and such information can be directly tested by means of EPR fine
structure. Even for delocalized shallow states, good agreement can be obtained
between calculated wavefunctions and the hyperfine structure. Although not men-
tioned in this compilation, certain defects at or close to the surface can be visualized
with scanning tunneling microscopy and this provides another testing ground for the
theoretical capability to determine defect wave functions.

In short, the future of computational defect studies is bright. The theory can be
increasingly applied to more complex solids, its accuracy is improving steadily and
even defects in complex nanostructures are within reach.
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Makov Payne quadrupole correction 364

many-body perturbation theory (MBPT)
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molecular dynamics 272, 274, 277
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quantum bit 342, 356

quantum communication 342
Quantum Monte Carlo (QMC)
quantum-espresso 68
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quasiparticle corrections 34
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Random Phase Approximation (RPA) 63
rare earths 106
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relativistic 308, 309
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sawtooth 249
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scissor operator 142, 143
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self-interaction 184, 186

self-interaction error 361, 362, 370
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silicon carbide 342, 344, 353
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solid state calculations 97
Space-Time method (STM) 63
spin-orbit interaction 309
Stokes shift 346, 347, 353, 355
supercell 183, 184, 189
supercell correction 246
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supercell-size convergence 3
surfactant 220, 224-226, 237
symmetry and occupation of defect
levels 217
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thermodynamic integration 272-277

thermodynamics 262, 266, 271-277

time-dependent density functional theory
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transition energy level 213-215, 229
transition levels 3-5, 7-12
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universal approaches 232
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v

vacancy 4, 8-11, 23-25, 251

vacancy concentration 281, 282

vertex corrections 51-54

voronoi cell/tesselation 314, 316-318, 324

w

Wannier’s functions 64—67
wave function 250, 252
wide band gap oxides 92, 93
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