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Preface

In the processes studied in contemporary physics one encounters the most
diverse conditions: temperatures ranging from absolute zero to those found in the
cores of stars, and densities ranging from those of gases to densities tens of times
larger than those of a solid body. Accordingly, the solution of many problems
of modern physics requires an increasingly large volume of information about the
properties of matter under various conditions, including extreme ones. At the same
time, there is a demand for an increasing accuracy of these data, due to the fact
that the reliability and computational substantiation of many unique technological
devices and physical installations depends on them.

The relatively simple models ordinarily described in courses on theoretical
physics are not applicable when we wish to describe the properties of matter in a
sufficiently wide range of temperatures and densities. On the other hand, experi-
ments aimed at generating data on properties of matter under extreme conditions
usually face considerably technical difficulties and in a number of instances are
exceedingly expensive. It is precisely for these reasons that it is important to de-
velop and refine in a systematic manner quantum-statistical models and methods
for calculating properties of matter, and to compare computational results with
data acquired through observations and experiments. At this time, the literature
addressing these issues appears to be insufficient. If one is concerned with opacity,
which determines the radiative heat conductivity of matter at high temperatures,
then one can mention, for example, the books of D. A. Frank-Kamenetskii [67],
R. D. Cowan [49], and also the relatively recently published book by D. Salz-
mann [196]. There are also a number of papers and collections of short conference
reports that analyze theoretical models in use and software packages [45, 205,
246, 240, 241]. Let us mention here one of the most perfected software programs,
OPAL, and the astrophysical library of opacity coefficients (at the Livermore Na-
tional Laboratory, USA) that is based on OPAL [92]. A large amount of work on
improved models of matter and tables of thermophysical properties was carried
out by the T4 group at the Los Alamos National Laboratory, USA. The results of
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this work are systematized in the SESAME database [246].

The aim of the present book is to give an exposition of a number of quantum-
statistical self-consistent field models (Part I) and methods for the computation
of properties of matter at high temperatures under conditions of local thermody-
namical equilibrium (Part IT) — models and methods that recommend themselves
well in practice — and also to perform a critical analysis of these approaches,
with numerous examples illustrating the effectiveness of the models and numerical
methods applied.

In Part I the exposition begins with the very simple and at the same time uni-
versal generalized Thomas-Fermi model for matter with given density and temper-
ature. This model is then replaced by other, refined ones: the modified Hartree and
Hartree-Fock-Slater models, and also the relativistic Hartree-Fock-Slater model.
The latter uses the Hartree self-consistent field, an approximation for local ex-
change that refines the Slater exchange potential, and the relativistic Dirac equa-
tion for the radial parts of the wave functions. It is interesting to note that the
models mentioned above were first formulated for a free atom at temperature zero,
and then generalized to arbitrary temperatures and densities for the so-called av-
erage atom [188], which corresponds to an ion with average occupation numbers.
Thus, for example, a generalization of the Thomas-Fermi model (originally pro-
posed in 1926-1928) was achieved in 1949 by Feynman, Metropolis and Teller in
[61].

The quantum-statistical models listed above, among them the Hatree-Fock
model for matter with given temperature and density, can be derived by using a
unified variational principle, namely, the requirement of minimum of the grand
thermodynamic potential, written in the corresponding approximation. This uni-
fied approach makes the hierarchic structure of the models transparent and allows
one to keep track of the limits of applicability of the various approximations.

The solution of the systems of nonlinear equations arising in the construction
of self-consistent field models has required the development of special iteration
methods. As an initial approximation for calculating the self-consistent poten-
tial a potential found earlier for a less precise model was used. After solving the
Schrodinger (or Dirac) equation with the self-consistent potential thus obtained,
it became possible to find the energy spectrum of the quantum-mechanical sys-
tem, the corresponding wave functions, as well as the mean occupation numbers
of electron states and the mean degree of ionization of the substance studied. The
wide utilization of physical approximations in the iteration process and the special
attention paid to the tight spots, which required a large expenditure of computing
time, enabled researchers to construct sufficiently efficient and reliable algorithms.
Let us point out that reliability of computational methods is extremely important
in obtaining tables of thermophysical data, if one takes into account that it may
be needed to perform calculations in a wide range of temperatures and densities,
for arbitrary substances and mixtures.
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Figure 1: Spectral absorption coefficient x, in cm?/g, as a function of the photon
energy hw, in keV, for a gold plasma (Z =79, T =1 keV, p = 0.1 g/cm?)

Based on the models considered in Part I, in Part II we propose methods
for calculating various characteristics of matter, e.g., spectral photon-absorption
coefficients, Rosseland and Planck mean free paths, equations of state, which are
necessary in the complex computations that describe hydrodynamic processes with
radiative transfer in high-temperature plasmas, in particular, when laser radiation
or other sources of energy act on matter. The computational work, which requires
accounting for a large number of diverse effects, has a very large volume. To
illustrate how complex computations of this kind can be we show here the graph
of the spectral photon absorption coefficient in a gold plasma with density p = 0.1
g/cm? at temperature T = 1 keV (see Figure 1).

At such high temperatures the transfer of energy is effected mainly by pho-
tons. The main processes of interaction of radiation with matter that need to be
accounted for here are photon absorption in spectral lines, photoionization, inverse
bremsstrahlung, and also Compton scattering.

Despite the fact that the line widths are very small (less than 1 eV), since
the number of ion states is huge, especially for matter with high Z, the number
of lines can be so large that the plasma heat conductivity in the domain of high
temperatures is mainly determined by photon absorption in the spectral lines.
For each line one has to take into account the splitting and broadening effects,
calculate its profile, determined by the interaction of the ion with electrons and
other ions, and compute its intensity and realization probability. It is quite clear
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that only reliable quantum-statistical models, effective numerical methods and
fast computers may help us in understanding the relative roles played by various
effects in the investigation of the interaction of radiation with matter and allow
us to calculate Rosseland mean opacities in the requisite ranges of temperatures
and densities.

The book deals mainly with matter under local thermodynamical equilib-
rium. Some problems connected with nonequilibrium plasma and methods for
deriving its properties are considered in the end of Chapter V.

The calculation of Rosseland mean free paths requires almost always detailed
information on ion energy levels and wave functions. At the same time, in the
computation of the equation of state one can usually restrict oneself to the average-
atom (more precisely — average-ion) model. In Chapter VI formulas for pressure,
internal energy and entropy of matter are relatively easily derived in the setting
of various models.

A number of problems of general nature, which supplement the traditional
course on quantum mechanics, are covered in the Appendix, where we present the
methods used in the main text to solve the Schrodinger and Dirac equations for
particles moving in a central field. We treat analytic, approximate and numerical
methods for the solution of these equations. Although these methods are proba-
bly studied well enough, the authors hope that the reader will be attracted not
only by the novelty of the methods presented, but also by their effectiveness in
applications. Thus, for example, the phase method for the numerical integration
of the Schrodinger and Dirac equations, which uses considerations connected with
the semi-classical limit, enables us to find the energy eigenvalues with high ac-
curacy after only two or three iterations. Moreover, the phase method proved to
be little sensitive to the choice of the initial approximation, and hence extremely
reliable and sufficiently economical in computating self-consistent potentials in a
wide range of temperatures and densities.

In those cases in which the solutions of the Schrodinger and Dirac equations
can be found in analytic, closed form, it is recommended to rely not on the study
of power series after one extracts the asymptotics, but on a sufficiently general
and very simple method of reducing the original equations to equations of hyper-
geometric type. This allows one immediately to obtain the asymptotics and the
solution in closed form in terms of classical orthogonal polynomials.

The semi-classical approximation is treated in a manner that facilitates its
application not only to the Schrodinger equation, but also to the Dirac equation.
For the bound-state wave functions it is expedient to use the interpolation form of
writing the semi-classical approximation in terms of Bessel functions, which allows
one to obtain solutions without angular points in the entire domain of interest.
In the numerical integration of the Schrédinger equation for the continuum wave
functions, a convenient normalization has been found that uses the semi-classical
approximation in the first zero of the wave function.



Preface xvii

Over the years the authors of this book took active part in solving prob-
lems of modern nuclear physics at the Keldysh Institute of Applied Mathematics.
Based on the quantum-statistical models and iteration methods for solving non-
linear systems of equations developed for this purpose, the software package and
database THERMOS was created, which allows one to obtain tables of radiative
and thermodynamic properties of various substances in a wide range of temper-
atures and densities. The physical models and computational algorithms used in
the THERMOS code, as well as in numerous other applications, constitute the
main content of the book we here offer to the reader. The material of the book
was used over the years to teach graduate courses for the students of the Physical
Faculty of Moscow State University.

The authors are deeply grateful to the scientific workers of the Keldysh In-
stitute of Applied Mathematics and the Russian Federal Nuclear Center, who over
many years took part in solving individual problems, in carrying out calculations
and experiments, in the discussion and interpretation of the obtained results. It
gives us special pleasure to mention here the help and support of Yu. B. Khariton,
Ya. B. Zel’dovich, Yu. N. Babaev, V. N. Klimov, A. N. Tikhonov, A. A. Samarskii,
Yu. A. Romanov, V. S. Imshennik and A. V. Zabrodin.

The authors wish to express their heartfelt gratitude to their colleagues
A. S. Skorobogatova, N. N. Kuchumova, Yu. L. Levitan, N. F. Bitko, V. M. Mar-
chenko, N. I. Leonova, V. V. Dragalov, and A. D. Solomyannaya, with whom they
collaborated to solve the problem assigned by the Institute, and to K. V. Ivanova,
N. N. Fimin, and V. V. Nagovitsyn, who helped preparing the manuscript for
publication.

Invaluable help in the understanding of many subtle problems came from
numerous discussions at a number of meetings and conferences on equations of
state held near Elbrus (chairman Academician V. E. Fortov), and also at the III-
rd and IV-th International Opacity Workshop & Code Comparison Study, which
took place in 1994 in Garshing, Germany and in 1997 in Madrid, Spain [241, 242].
Valuable remarks were made by S. J. Rose, B. F. Rozsnyai and C. A. Iglesias.
We are grateful to the scientific editor of the book, V. S. Yarunin, who read
the manuscript and made a number of very useful recommendations, and also to
Yu. F. Smirnov, Yu. A. Danilov and Yu. I. Morozov for discussions on separate
chapters of the book.

Tragically, this preface is not signed by one of the authors of the book,
Vasili B. Uvarov, who died unexpectedly in 1997. V. B. Uvarov, senior scientist
at the Keldsyh Institute of Applied Mathematics, professor at the Moscow State
University, laureate of the 1962 Lenin prize, was a multilaterally talented and
amazingly modest person. He knew how to find original and, at the same time
simple methods for solving many difficult problems of contemporary physics and
mathematics; some of these are presented in the book.

Moscow, December 200 A. F. Nikiforov, V. G. Novikov



Part I

Quantum-statistical
self-consistent field models



Chapter 1

The generalized Thomas-Fermi
model

In highly-ionized hot plasmas electrons and ions interact between themselves
mainly through the electrostatic attraction or repulsion of their charges. For this
reason, the first and foremost problem in the study of microscopic properties of
matter is that of determining the electrostatic potential in the field of which each
particle is situated, and also of determining the charge density at any point. Ob-
viously, these two quantities must be consistent, since the electrostatic field deter-
mines the charge distribution, which in turn is the source of the field.

The calculation of steady (or stationary) states of an electron-ion system is a
very difficult problem. To simplify it one can use the fact that the mass of the elec-
tron is many orders of magnitude smaller than the mass of an atomic nucleus, but,
on the other hand, the electrons and nuclei are acted upon by forces of the same
order of magnitude. Consequently, nuclei move considerably slower than electrons,
and to a high degree of accuracy one can assume that with respect to electrons
the nuclei are fixed force centers. When nuclei shift position, electrons reorganize
themselves rapidly, and so one can consider the equilibrium state of the electron
system for a fixed position of the nuclei, assuming that in any macroscopically
small volume a charge neutrality is preserved.

We shall consider that the equilibrium state of the system of interacting elec-
trons corresponds to the most probable distribution of electrons over their energies,
under the assumption that the total energy of the system and the total number of
electrons are preserved. The potential for the most probable electron distribution
will satisfy a nonlinear Poisson equation that connects the self-consistent potential
with the electron density.



4 Chapter 1. The generalized Thomas-Fermi model
1.1 The Thomas-Fermi model for matter with given
temperature and density

1.1.1 The Fermi-Dirac statistics for systems of interacting particles

At high temperatures the generalized Thomas-Fermi model is the best and easiest
to implement model of dense matter [61]. This model is based on the Fermi-Dirac
statistics and the semiclassical approximation for electrons, i.e., it is assumed that
the electrons of atoms are continuously distributed in phase space according to the
Fermi-Dirac statistics. The Fermi-Dirac distribution is usually derived for the case
of an ideal gas in an external field, when one can speak about the energy levels gy
of an individual particle (see, e.g., [115]). One then assumes that the total energy
E of the system is equal to the sum of the energies of the individual particles:

E = ZNk&k'
k

Here the mutual interaction of electrons is neglected and the values of the elec-
tron energies ¢ are independent of the occupation numbers Ng. These original
assumptions are not applicable to electrons of atoms, because, first, their inter-
action cannot be neglected and, second, the energy levels of electrons in atoms
depend on the occupancy of levels.

Let us derive the Fermi-Dirac distribution taking into account the Coulomb
interaction of electrons in the self-consistent field approximation. We shall assume
that our system is enclosed in some fixed volume. In the one-dimensional case,
where the surface element in phase space is dzxdp (with x the coordinate and
p the momentum), one can easily see, using the Bohr-Sommerfeld quantization
rule, that one quantum state requires an area equal to 277 [120]. If we take into
consideration the spin of the electron, which results in the doubling of the number
of states, and use the system of atomic units (e = 1, m = 1, ii = 1), then after the
natural generalization of the one-dimensional result to the three-dimensional case,
we conclude that the number of states in the phase-space volume dr'dp’is equal to
2drdp/(2m)3 (here pis the electron momentum, di = dx dy dz, dp = dp,dp,dp.).
This quantity corresponds to the statistical weight g of the level with energy ey.

If n(7, p) denotes the degree of occupation of the phase-volume element drdp
by electrons, then the total number of electrons in the system is

Jv=//maﬁﬁgjf (1.1)

N = [ oty

where p(7) is the density of electrons (more precisely, their concentration). Com-

On the other hand,
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paring with (1.1), we get
Loy 2dp
)= [ nl55) . (12)

Let us find the total energy E of the electron system. The potential energy
of the electrons is

N Y U (I
Ep:f/p(r)Va(T)dr+2// 7 7 dr dr’

where V,(7) is the potential of atomic nuclei. Therefore, in the nonrelativistic
approximation the sum of the kinetic and potential energies of the electron system
is given by the expression

:// [p;va(f)} n(7, ) 2d’"dp // f ;| dF . (1.3)

In accordance with the fundamental principles of statistical thermodynamics,
we start from the fact that a closed system can be found with equal probability
in any admissible steady quantum state. Since we consider that the energy E of
the electron system is fixed, the probability of a given electron distribution is
proportional to the number of ways in which the given state can be realized for a
fixed energy E and total number of electrons N [119].

Let S be the logarithm of the number of admissible states of the system, i.e.,
the entropy of the system [111]. If one assumes that it makes sense to speak about
the state of a single electron in the field V(7), for which, in accordance with the
Pauli principle, N < gg, then for given occupation numbers N, we have

_ 9k
_ln1;[<Nk) Zln gk—Nk'Nk

k

When this formula is used it is not necessary to assume that the particles do not
interact. It suffices that near the equilibrium state a change in the occupation
numbers Ny will not result in a change in the number of energy levels and their
degeneracy (i.e., their statistical weights).

Using the Stirling formula n! ~ v/27n(n/e)" for the factorial of large num-
bers, we obtain for n > Inn

S=>loxIng — (gc — Ni) In(gx — Ni) — Ny In Ny] =
k
Gk N, }
In — NiIn =
Zk:[gk gk — Ni " g - N

— ng [ngInng + (1 —ng) In(1 — nyg)]|,
k
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where ny = Ni/gx. Then the semiclassical approximation for the entropy S yields
2drdp

—f// nInn+ (1 —n) In(l—n)] (2;)?’)’, (1.4)

where n = n(7, p) and it is assumed that the phase space element didp is macro-
scopically small, but contains a sufficiently large number of particles.

We need to find an occupancy distribution n(7, ) for which the quantity S is
maximal for the given total energy E and total number of electrons N. Therefore,
the most probable distribution can be found by setting 6.5 = 0 and varying n(7, )
while keeping E and N fixed. In order to consider all the variations én(7,p) = on
as independent, we will solve the problem with the help of undetermined Lagrange
multipliers A\; = —1/6 and Ay = p/0:

557;6E+1;5N:0. (1.5)

As it will become clear below, the meaning of the quantities p and 6 is that of
chemical potential and temperature, respectively.
Using relations (1.1)-(1.4), let us calculate the variations 65, 0E and JN,

which figure in (1.5):
552//(5nln 1—n 2d7“alp7
n (2m)3

2
§E://6n(p - )Mdp
//‘5”1” fr A7 di' + // P PT) g —
|7 — 7| |7 — 7|
2 4 ‘#
P 2drdp )
[[on (5 —ve) oy + [ oot L7 arar
Since

[0 £ il S o

it follows that )
B p* 2drdp
0F = //(571 [ 5 V(F)} (2m)3

Here V() is the potential generated by the electrons and the atomic nuclei:

(") dF”

=7
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The expression that we obtain for the variation §FE in a self-consistent field
V(7) is formally identical with that for noninteracting electrons placed in the
external field V(7). Further, we obviously have

SN — //(5 2drdp

Substitution of the expressions for variations in the extremum condition (1.5)

yields
N 2 . 2dFdp
/[ onte) { ‘9(2 ‘””‘“)] (2m)2 ~

Since the variation dn (7, p) is arbltrary, one concludes that
1-—

1 (p?
1 _ _V—')_ —
o 9(2 (r M) 0

1

5 . .

e (P2 VO ~H)

0

We see that when the electrostatic interaction between electrons is taken into
account we obtain the Fermi-Dirac distribution (1.6) provided that we use the
formula (1.4) for the entropy. Note also that asking that the entropy be maximal
for a fixed energy E and given number of electrons N is equivalent to asking that

the grand thermodynamic potential Q@ = E — S — puN achieves a minimum for
the given p and 6 (we have §Q = 0 if (1.5) holds).

whence

n(F,p) = (1.6)

1.1.2 Derivation of the Poisson-Fermi-Dirac equation for the
atomic potential

Distribution (1.6) allows us to find the electron density from (1.2):

"= (272T)3 0/ 1+exp (;277; ilpg(m ) M) |

It is convenient to change the integration variable to y = p?/(26). This yields

3/2 7P
o) = e (V7). (1.7

27?2

where
oo

9= [ 11 et
1+ exp(y — z)

0
is the Fermi-Dirac integral [122].
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Since we now have an expression for p(7), we can write down the equation
for the potential V(7). Indeed, V(7) satisfies the Poisson equation

AV = —4n > Z6(F — ) + 4mp(F),

(3

where 7; is the position vector of the i-th nucleus. Using (1.7), we obtain
2 V() +p
AV = —4n Y " Z6(F — 7 20)21 : 1.8
Wzi: (7 ’")+7T( ) Ly 0 (1.8)

Equation (1.8), supplemented by boundary conditions for V(7), enables us,
in principle, to determine the self-consistent potential for any given distribution of
nuclei. However, it is clear that it is not possible to solve this problem as stated,
and hence that its formulation needs to be simplified. Usually one finds the average
potential V() in some domain near a nucleus, whose position is taken as the origin
of coordinates. B

To obtain the average potential V(7), let us average the potential V(7)
over the different positions of the nuclei. The average potential will be spherically
symmetric, provided that there is no distinguished direction in the plasma. The
Poisson equation (1.8) for V(r) reads

AV = —4xZ56(F) + 727 (20)*/°1, (V(r)9+ M) ) (1.9)

where 0 < r < 1y and the value rg is calculated from the charge neutrality condi-

tion
0

4 | p(r)r?dr = Z. (1.10)
/

Here j(r) is the average electron density corresponding to the potential V (r). From
condition (1.10) and equation (1.9) we obtain the boundary condition for V(r):

dv
dr

= 0. (1.11)

T="o

Furthermore, since the potential is in fact defined only up to a constant term, we
take
V(re) =0. (1.12)

As rq it is natural to take the radius of the average atom cell, determined by
the condition

4
37(7"0&0)3” =1
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where n=pN , /A is the number of nuclei per unit of volume, i.e., their concentra-
tion, measured in 1/cm3, p is the density of matter in g/cm?, A is the atomic mass,
N, = 6.022 - 10 is the Avogadro number, and ag = h?/(me?) = 0.529 - 10~8 cm
is the atomic unit of length. This yields the value

1 3 A 1/3 A 1/3
— = ]_. . 1.1
I (477 PNA> o (P) (113)

Thus, the volume of the average atom cell is assumed to be equal to the
volume assigned to one ion in matter with density p.”) In what follows, instead
of V(r) and p(r) we will use the notation V(r) and p(r). Also, for the electron
density p(r) we will indicate the dependence on the distance r (in contrast to the
density of matter p).

1.1.3 Formulation of the boundary value problem

If in equations (1.9)—(1.12) we pass to spherical coordinates, we obtain the equation
for the Thomas-Fermi potential V' (r):

1 d?

2 Vir)+
- dr? (TV) = 77(29)3/2.[1/2 < ( )9 M) , 0<r <, (114)

together with the boundary conditions

dv (r)

rV(r)|r=0 =2, V(ro)=0, 0

=0. (1.15)

T=T0

To solve equation (1.14) it suffices to have two conditions; the third condition
serves for determining the value of the chemical potential ;. When equation (1.14)
is integrated numerically it is convenient to eliminate p from its right-hand side
and replace the function V(r), which becomes infinite at = 0, by a function that
remains bounded as 7 — 0. To this end we make the substitution

V() _ ()

0 r
which yields the equation
RL) 4 P
2 = 7T¢2e rly (T) 0<7 <o (1.16)

The function ®(r) is subject to the boundary conditions

T=To

*) We use the term average atom cell assuming that the neutral spherical cell contains the
average ion and free electrons.
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It is further convenient to pass from the independent variable r to the dimension-
less variable © = r/rg, so that for any density of matter the integration of the
equation will be carried out over the same interval 0 < z < 1. After the change of
variables

we arrive at the equation

d? 4
dm‘f =az Iy (j) (a = 7T\/2¢9 r3> (1.17)

with the boundary conditions
¢0)=, »  ¥1)=0(). (1.18)

The condition V (rg) = 0 allows us, after the boundary value problem (1.17)-
(1.18) is solved, to find the chemical potential p. Indeed, we have

r=1

ie., u/0 = ¢(1). Together with the chemical potential y it is convenient to use the
corresponding dimensionless quantity

which is positive for large temperatures (provided that the density of matter is
not too large; see Figure 1.6 below).

1.1.4 The Thomas-Fermi potential as a solution of the Poisson
equation depending on only two variables

Equation (1.17) with the boundary conditions (1.18) is solved for matter with
atomic number Z and atomic weight A under given physical conditions, specified
by the temperature T and the density p. The quantity T° will be measured in
keV, and so in atomic units # = 36.757. It is readily seen that the solution of
problem (1.17)—(1.18) is determined by only two quantities, a and ¢(0), which can
be expressed in terms of new variables o = p/(AZ) and 7 = T//Z*/3, which in turn
play the role of a reduced density and reduced temperature, respectively. Indeed,
by (1.13) and (1.18),

4 AZNY3 0 V2 z p \1/3 Z4/3
= 2072 ~ = ~ .
“ 71'\/ "o ( p ) <Z4/3> » 90) Org (AZ) 0
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The quantities 0 and 7 completely determine the function ¢(x) and the dimen-
sionless (reduced) chemical potential n = —¢(1).

Therefore, calculations of the Thomas-Fermi potential carried out for some
substance (A1, Z;) with temperature T} and density p; can be also used for another
substance (Asg, Zs) with temperature T» and density ps, as long as the following

relations hold:
P1 P2 T 13

A7y - AsZy’ Zf/S B Z;l/?’.

Moreover, in this case the chemical potentials p; and ps are connected by the
relation p1/607 = po/6s = —n. This self-similarity property allows one to obtain
the necessary data (atomic potential, internal energy, entropy, pressure, and so
on) for any substance once calculations were carried out for some substance in a
sufficiently wide range of temperatures and densities [98].

1.1.5 Basic properties of the Fermi-Dirac integrals

In order to solve problem (1.17)—(1.18) we must know a number of properties of
the Fermi-Dirac integrals

y* dy

o) = [y y exp(y — z)

(k> -1) (1.19)

and also know how to calculate them. Since the chemical potential p may take
both positive and negative values, the argument of the integral It (x) may vary
within wide limits, as seen from (1.14). Hence, it is useful to study the asymptotic
behavior of the integrals Ij(z) as z — *o0.

a) Let & > 1. Since the graph of the function

1

) = 1+ exp(y — z)

is step-shaped (see Figure 1.1), for a fixed value of x > 1 we have

x

i LRt
Ip(z) = [ y"dy = Ea1 (1.20)
0
In particular, I ~ 22 ~ 2ad)?
particular, I 5(z) ~ 3 7% 3/2(x) = e

b) Let # < —1. Then, neglecting the 1 in the denominator of the integral
(1.19), we have

Ii(z) ~ / e Y ykdy =T(k+1)e”. (1.21)
0
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()
1 i
) \\\ \ |
Op 10 20 30 40 50 60 y
1
Figure 1.1: The family of curves f(y) = for z = 0, 10, 20, 50
1+ exp(y — )

Consequently, for large in modulus negative values of the argument x

1 3
Il/Q(SC)'R'J 2\/7T€I, .[3/2(1')% 4\/7T€I. (122)
The graph of the integral Iy (z) is sufficiently simple to trace (Figure 1.2).

20

15

10

Figure 1.2: The Fermi-Dirac integrals Iy (x), k = —1/2, 1/2, 3/2

The next terms in the asymptotic expansions (1.20) and (1.21), and also
sufficiently accurate tables and interpolation formulas for the computation of the
integrals I (z) can be found in [46].

To conclude this subsection, let us derive the formula for the differentiation
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of the integrals Iy (z):

IL(x)= [ F d :_/ k dy=
k() /y dx <1—|—exp(y—a:)> Y y dy \ 1+ exp(y — x) 4
0 0

. 1
14 exply - x)

Thus, for £ >0
I(z) = k Ij—1(2). (1.23)

1.1.6 The uniform free-electron density model

When the kinetic energy of the electrons is large compared with their potential
energy, i.e., V(r)/0 < 1 throughout most of the average atom cell, which corre-
sponds to either high temperatures or densities of matter, (1.7) shows that the
electron density in the cell is

(20)3/2

o2 Lij2(=n) = pe. (1.24)

p(r) = p(ro) =
If Z, is the average ion charge, then obviously

Zy

Pe= (4/3ymrs’ (1.25)

Note that formula (1.24) may be valid not only for V(r)/0 < 1, but also in
the case of a degenerate gas of electrons, when V(r)/6 is sufficiently large, but
V(r)/0 < —n.

According to (1.24) and (1.25), the average ion charge Zj is given by

4 4 (20)3/2 AT3/?2 2
3 To 972 _[1/2(—7’]) =317.5 \/7'['

Recall that here and in what follows 7' is the temperature in keV and p is the
density of matter in g/cm3. Formula (1.26) shows that the average ionization
degree a = Zy/Z is a function of the variables o = p/(AZ) and 7 = T/Z*/3 i.e.,
a = a(o, T), which is in agreement with Subsection 1.1.4.

In the limit n > 1 we get the Boltzmann statistics from the Fermi-Dirac
statistics. Using the asymptotics of the integral I 5(z) for large negative x (see
(1.22)), we derive from (1.26) the following expression for the average ion charge
of a classical ideal plasma:

Zy = L j2(—n) (1.26)

ATS/Q
Zo = 3175 e,
p
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If the effective radius of the ion core, r = r*, the magnitude of which can be
estimated from the electron density distribution (see Figure 2.3), is much smaller
than the dimensions of the average atom cell, then the condition V(r)/0 < 1 is
satisfied almost everywhere in the cell and we arrive at the uniform free-electron
density model. The corresponding potential V' (r) is determined by the equation
AV = 47p, and the boundary conditions

dV
dr

3r 1/r\*
1-— . 1.2
2T0+2 <r0> ] ( 7)

™V (r)|,—o = Zo, V(ro) =

This yields

Figure 1.3: The function rV(r) in the Thomas-Fermi model (solid curves) and
in the approximation of uniform electron density (dashed curves) for gold with
density p = 1 g/cm?® and different values of the temperature T in keV

Figure 1.3 shows the curves rV (r) for different values of the temperature for
the Thomas-Fermi potential and the potential (1.27); Table 1.1 gives the corre-
sponding values of the chemical potential 7, the average ion charge Z; (see (1.26))
and the effective radius 7* of the ion core. As expected, the potential (1.27) and the
Thomas-Fermi potential are close to one another for > 7*, but differ considerably
for r < r*, as clearly displayed by Figure 1.3 and Table 1.1.
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Table 1.1: Reduced chemical potential 7, average ion charge Z, effective radius r*
of the ion core in the Thomas-Fermi model for gold at density p = 1 g/cm?® and
different values of the temperature in keV (the radius of the atom cell is ro = 8.08)

T 0.01 0.1 1 10

n 2.78 4.75 6.99 10.1
Zo 3.80 17.1 57.8 77.9
* 2.63 2.58 0.83 0.11

As one can see in Figure 1.3, the uniform free-electron density model may
serve as an initial approximation for the Thomas-Fermi model, as, incidentally,
the Thomas-Fermi model itself does for quantum-mechanical models of matter
considered in Chapter 3.

1.1.7 The Thomas-Fermi model at temperature zero

For small 6, when (V(r) + u)/0 > 1 throughout most of the cell, the equation of
the Thomas-Fermi potential can be obtained by passing to the limit in (1.14) and
using (1.20):

1 2 4 L (Vi(r 8/2
s V)= 37T(29)3/ ( ( )9+”> (1.28)

(as seen from (1.28), the temperature  gets cancelled in this process). It is con-
venient to introduce the new function

Bo(r) = [V(r) + 4, (1.20)
which satisfies the equation
d?®y  8V2 3/
Vrla = g 2 0<r <. (1.30)

Equation (1.30) was studied in many works [213, 60, 73, 127]. It remains valid also
for large values of the chemical potential p (> 6), which may be the case not
only when 6 — 0, but also at relatively high temperatures in the case of strong
compression, when the electrons constitute a degenerate Fermi gas.
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1.2 Methods for the numerical integration of the
Thomas-Fermi equation

1.2.1 The shooting method

As a preliminary step, let us analyze the qualitative behavior of the solution of
the Thomas-Fermi equation (1.17)

d2

4

with the boundary conditions

6(0)=  , ¢(1)=¢'(1). (1.32)

0 0,25 0.5 0,75 v —r/ro

Figure 1.4: Typical profile of the function ¢(x) (solid curve) and the line y = —na
(dashed line). The calculations were done for gold at temperature 7' = 0.1 keV
and density p =1 g/cm3

Since ¢” > 0, the function ¢(x) is concave on the interval 0 < z < 1. In the
case 1 > 0 (n = —¢(1)) we have ¢(1) = ¢'(1) < 0. Observing that the potential
V(r) changes the most for small values of r and that the curve ¢(z) is tangent to
the line y = —nz at the point = 1, we obtain the typical profile of ¢(z) shown
in Figure 1.4.

To integrate equation (1.31) numerically it is convenient to start at the point
x = 1, move to the left for a given trial value 7, and verify that the boundary
condition is satisfied at x = 0, and then continue, modifying 7 and “shooting”
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till one reaches the “target” ¢(0) = Z/(6ro) by some algorithm for the numerical
integration of equation (1.31).

Since the function ¢(x) changes the most when x is small, the best way to
proceed is to work with a variable step in z, or with a constant step in a new
variable, for example, © = /2, which makes the profile ¢(u) more shallower. The
accuracy of the computations is guaranteed if one uses the Runge-Kutta method
with an automatic step choice.

When using the shooting method one can apply Newton’s method to find
n from the equation f(n) = Z/(0rg), where the values of the function f(n) =
¢(x)|z=0 are calculated by integrating the equation (1.31) with the boundary con-
dition ¢(1) = ¢'(1) = —n. Since the function F(n) = In f(n) is closer to a linear
function than f(n), we will start with the equation

; (1.33)

which satisfies better the conditions for the applicability of Newton’s method. In
this manner we obtain the following iteration scheme:

F) + (D — ) 4 - 7
dn |, —pe Oro
ie.,
P = () 4 . ;o ) (1.34)
dFfdy | '

To find dF/dn, simultaneously with the Thomas-Fermi equation (1.31) one
can solve the equation for the function x(x) = d¢/0n:

=gt (0) =y =-1 (1.35)

After integrating (1.31) and (1.35), we obtain dF/dn = x(0)/¢(0).
In choosing the initial approximation 1(?) it is convenient to use the uniform
electron density model (1.24), (1.25) and the assumption that Zy = Z, which

yields
3 Z

Lip(=m) =, (2037203 (1.36)

To calculate the initial value = n(®), we replace I, /5(x) in formula (1.36)
by the following function:

L ja(z) = \/‘;’ {m [1 + (g)l/3 exp @fﬂ }3/2. (1.37)
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ln 11/2 (fE)

~10 ‘ ‘ ‘ ‘ ‘
10 -5 0 5 10 15 x

Figure 1.5: Graphs of the functions In I3 /5(z) (solid curve) and In 1:1/2(30) (dashed
curve)

Indeed, this function has the same asymptotic behaviors as I /5 (z) when  — oo
and © — —oo, and differs from the latter at 2 = 0 by less than 20% (Figure 1.5).
In this way we obtain

1. 7 3 2q?
© = "™ \3/‘1 ~1 L.
n o0 g 2nlexp< 3 ) (1.38)

3 7
2 (2003203

where

q:

This expression can be simplified for small as well as for large values of ¢:

3 \2/3
7 ~ — (2q> for ¢>1,

17(0) ~ In (\/ﬂ-> for ¢« 1.
2q

Note that the value of 7 furnished by (1.38) is usually somewhat lower than the
true value.

A representation about the dependence of ¢(0) on n = —¢(1) is provided
by the Latter graphs [122], which show the curves y = ¢(0) = f(n) for different
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$(0) -

102

102

10—4

-6
10 " 10

Figure 1.6: Dependence of ¢(0) on n = —¢(1) for fixed values of the parameter
a(a=10"2,10"1, ... ,10°)

values of the coefficient a = (4v/20/7) 72 (Figure 1.6). Earlier these graphs were
used to obtain the initial approximation ().

The iterations (1.34) may diverge in some cases; for example, this may happen
for very low temperatures. This is usually connected with a bad choice for the
initial approximations of 7 = 7(?). To ensure that the iterations will converge it is
useful to combine Newton’s method with the bisection method. A method that is
faster than the shooting method is the double-sweep method with iterations [153].

1.2.2 Linearization of the equation and a difference scheme

The double-sweep method does not apply directly to problem (1.31)—(1.32) be-
cause equation (1.31) is nonlinear in the unknown function ¢(x). For this reason
we will first linearize the right-hand side of (1.31). We have

b —¢ d
i (= (0) 42 el

L (f) + ¢2;¢ I 1 <i> . (1.39)
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Here ¢(z) is some approximation of ¢(z). Since the potential V(r) varies
most rapidly for small r, we can write equation (1.31) in difference form on a
nonuniform in r grid x; = r;/ro (i =0,1,2,...,N; 0 <z < 1), using the following
approximation for the derivative ¢ (z):

d2¢

dx?

~ 1 (¢i+1¢1: B ¢i¢i—1>

T (@i w2 (T4 wii1)/2 \Tig — @ x—wi

T=xT;
2 <¢z‘+1—¢>i _ ¢i_¢i1>
Tit1 — Tio1 \Tigl — & Ti — Tiog

Then equation (1.31) becomes

2 <¢z‘+1—¢>i _ ¢i_¢i1> _

Ti4l — Ti—1 \Ti+1 —Ti  Ti — Ti—1

The boundary condition (1.32) at « = 0 for the difference scheme (1.40) is obvious:

$o = - (1.41)

9T0

To obtain the boundary condition at x = 1 in the difference form we use
Taylor’s formula:

1
ON_1 = PN — gb;VhN + 2¢X7h§\/ + O(h?v), hy =ay —azny-_1=1—an_1. (1.42)
Here in accordance with (1.32) and (1.39) we must put

a(dn — on) ~

PN = On, ¢§(,:a11/2(¢N)za11/2(5N)+ 9 I_1/5(¢nN)-

Upon replacing in equalities (1.40)—(1.42) (Zz by d)l(s) and ¢; by ¢55+1), where
s is the iteration number, we obtain a linear difference scheme for (i)ESH) in de-

pendence on ¢§S)7 which can be solved by a double-sweep method with iterations
(see [70], and also [197], p. 34).

1.2.3 Double-sweep method with iterations

Equation (1.40) is of the form

a;yi—1 + by + Ciyip1 = di, (1.43)
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where y; = QSESH) is the unknown function, i1 =1, ..., N — 1,
1 a($i+1 — ‘Ti,l) QSES)
a; = y bi=—a;—c¢— I—1/2 )
T — Ti-1 4 i

(s) (s) (s)
1 x5 @, &; b
G = Tit1 —x; % = 6l@s — 2i) lQ 11/2 ( ;1 > - Z 1_1/2 ( l;i )1 '

We will solve equation (1.43) on the nonuniform grid x; = (i/N)? by the double-
sweep method, setting
Yir1 = oyi + i (1.44)

The coefficients «; and §; are calculated for i = N —1,N —2,...,1 by
formulas obtained via substitution of expression (1.44) in (1.43):

= Mg di — Ciﬂi'
b + cioy bi + cia
The values ay—1 and By_; are determined from the boundary condition (1.42):
aN—1 = !
: 1*hN+h4%vaI_1/2< 5{;)>’

e[pn) - )

ﬂN—l = h2
1—hN+ f&[,l/z (QSSi))
Since yo = Z/(0rp) is known, formula (1.44) with ¢ = 0,1, ..., N — 1 yields

y; = ¢§'S+1)-

To start the calculations we need initial approximations for 1 and ¢(x). If
we use the uniform electron density model, then according to expression (1.27) we
have

¢ (z) = Hfo (1 — Zx + ;x3> — Oy, (1.45)
where 7(®) is given by (1.38).

The convergence of iterations is illustrated in Figure 1.7, which shows the
graphs of the functions 6¢(*)(z) (s = 0,1,2,...) for gold (Z = 79) with density
p =1 g/cm? and for different values of the temperature T' in keV. The graphs
show that even for T" = 0, when the initial approximation is rather crude, the
function ¢(*)(z) is close to the solution ¢(x) after two iterations.
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Figure 1.7: Double-sweep method with iterations. Successive approximations
Yy (z) = 04*) (x) for gold with density p = 1 g/cm?® and for different values of
the temperature T in keV. As s grows, the values of y(s)(as) decrease, approaching
the function y(x) = O¢(x), where ¢(x) is the solution of (1.31)

1.3 The Thomas-Fermi model for mixtures

1.3.1 Setting up of the problem. Thermodynamic equilibrium
condition

In physics and technology one rarely has to deal with pure materials consisting
of a single element. For example, stellar matter is a mixture of many elements,
ranging from hydrogen to iron. On the other hand, when we study the properties
of a pure material we need to keep in mind that even a small impurity may change

rather drastically its properties, for instance, its opacity.

Let us consider a mixture of N components with given temperature 6 and
average density p. We denote by m; the mass fraction of the i-th component
(i =1,2,...,N). As in the case of a single-element substance, we shall assume
that the average atom cells are spheres of radii ry;, so that the volume occupied
by one cell of the i-th component is v; = g Try;.

Let us introduce the intrinsic (partial) density p; of the i-th component as
the mass of the component divided by the volume that component occupies. Since



1.3 Thomas-Fermi model for mixtures 23

the volume of the mixture (which is proportional to Y m;/p) is equal to the sum
of the volumes occupied by the individual components of the mixture, we have

DI Sy

Furthermore, under the conditions of thermodynamic equilibrium for system in
contact with diffusion, their chemical potentials should be equal (see [111]).

It follows that the calculation of the Thomas-Fermi potential V;(r) for dif-
ferent cells of the mixture reduces to solving a system of second order nonlinear
differential equations (see (1.17) and (1.18)):

i’

d? % ,
2 di(r) = a;x Iy )9 . ) i=1,2,...,N, (1.46)

with boundary conditions

Z; d(bl Hi
) (1) = — —
(bl (O) 91"01: ¢'L ( ) dl’ et 0 771
Here

o Gi(x)  Vi(r) + pa

T = ’ - ’

Toi T 0
A3 42
ro; = 1.388 (pl> . a; = V20 re; (1.47)
i i

and A; and Z; are the atomic weight and atomic number of the i-th component,
respectively. The radii ry; (and the intrinsic densities p; connected with them)
must be chosen so that they will obey the relations

pi

N N 1 1
wyomi=Sman (w=1 wi= ). (1.43)
=1 =1

n=n=0= 7/; (for any ¢ and j). (1.49)

1.3.2 Linearization of the system of equations

We are dealing here with a nonlinear boundary value problem. To solve it, let us
linearize the system (1.46), expanding its right-hand side in the variables ¢;, w;
near the approximate solution and retaining only the linear terms. If as approx-
imate values for ¢; and w; we take their values from the preceding iteration, we
arrive at the iteration scheme
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(s)
37[1/2(@) <(51;Jril) - (wS)z> +

(s)
(s+1) s . da;
o = (ai)xfl/g(@) + O
’:E k3
(s)
1 (S) i (8+1) (S)
o i 11/2((;; ) ( ¢i —¢i | (1.50)

dw,-

with boundary conditions

(s+1) 7. 7. d(1/ro;
¢ (0)= T 4+ (1/ro:) G -8, (1.51)
0(5) 0 d’wi (s)
Toi wi=w;
(s+1) d (s+1) (s+1)
€L =1
(i=1,2,...,N), where s is the iteration number. Using the relations
dai o 2 a; d(l/TOZ) _ 1
dw; 3 w;’ dw;  3rojw;’
we recast (1.50)—(1.52) as
(s) (s+1)  (s) (s) ()
(s+1) . R / i (s+1)  (s)
1 (s) oy 2w w [¢%] ®i
T = a 1 .
b; az$11/2< . > + 3 s) + 9 I ) . bi ®i |,
w
(1.53)
(s+1)  (s)
(s+1) Z; w; — w;
¢ (0= 11— : (1.54)
QTOZ' 3'[1}Z
(s+1) d (s+1) (s+1)
€L =1

(¢ =1,2,...,N). The system of equations (1.53)—(1.55) contains, in addition to

(s+1) +1
the unknown functions ¢; (z), the unknowns (swl- ), which must obey condition

(1.48). The quantities Ezsl) and 7(%), are expressed in terms of f(quz via (1.47).

1.3.3 Iteration scheme and the double-sweep method

Since the above system (1.53)—(1.55) is linear in the unknowns
(s+1) o ) (s+1) (s+1)

¢; (x), one can explicitly isolate the dependence of ¢; (z) on w; and subse-
(s+1) s

quently decouple the iterations for the calculation of ¢; (x) and (1;1-1). Indeed,
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let us write (1.53) in the form

(s) (s)

(+) G G\
L ¢ =" I1/2< )¢i+
x

where
(s)

o8, 0
a; i
L= - I .
de2 27 Y 2( x )
The solution of the linear equation Ly = Cy fi(z) + Cafa(z) can be written as
y = Cry1 + Caya, where Ly; = f1, Ly = f2. Consequently,

(s+1) (s+1)

¢i (x)= v (z)+

w; — W;

3 (s)

%

(s+1)

u; (x), (1.56)

(s+1)  (s)
L |

s+1 s+1
where in accordance with (1.54)—(1.56) the functions (12 )(x) and (12 )(x) must
satisfy the following nonhomogeneous equations and boundary conditions:

+D 1 () i\ (4D 1<s> ;
UE/ —2ai1—1/2<¢> vy = ail_ 1/2(¢>¢1»

(s) (s)

CE) 1) $i \ s+ (s) &;
U; — aiI—1/2 Uj —azle/Q )

2 x T

(1.57)
s 3 Z; d
wo=5 T Wm = W)
2 ,(s) dz _
Oro; z=1
s 1 Z s d (s
EROE = i @)
(s) dz _
9’[”0@ r=1
The boundary conditions for the functions (s;[il)( ) and i )(x) at x = 1 are

obvious, while those at x = 0 can be derived as follows. By (1.54) and (1.56),

(s+1) (s) (s+1)  (s)
s 2 i s Zi 1 i — W;
(121)(0) 4lie w (le)(o) w w
3 (s) )| 3 (s)
w; 070 W;

Putting here "t (0) = aZ:/(0r0), "0 (0) = BZ:/(0%)), we deduce that the

coefficients o and 3 satisfy the relations o + 5 = 1, (2/3)8 = —1/3, which in
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) (s+1)

turn yield o = 3/2, § = —1/2. Equations (1.57) show that (8121 (x) and " wv; (x)

do not depend on (8111:1).
s+1
To solve the boundary value problems (1.57) for the functions (Ji )(J:) and

1
(S;)ri )(:E) it is convenient to apply the double-sweep method (see Subsection 1.2.3).

s+1 s s
Once the functions (Ji )(a:) and (Jil)(:ﬁ) are calculated, one can find ( 51) =

(s+1) (s) (s+1)
— ¢; (1), summing over ¢ with the weight m; w;/ wu; (1) the equalities (1.56)

at z = 1 and making use of condition (1.48), which in the iteration process will
be assumed to hold for all values of s:

(s+1)
N N o (1
mel—l—Zmz(w)l vi ( )
(s+1) i=1 i=1 (SJl)(l)
n =- ®) ! . (1.58)
N w;
m;
=
s+1 s+1
Once ( ;]_ ) is known, we can find (u—; ), setting z = 1 in (1.56):
(s+1)  (s+1)
s+1 1(s i 1
S ) P (1.59)
2 (s+1)
ui (1)

To obtain an initial approximation we will use, as in the case of a single-
element matter, the uniform free-electron density model (see formulas (1.24),
(1.25)) and the assumption that Zy; = Z;. This yields the relation

w; & 5T Zi/Ai , (1.60)
44/2 (1.388)3 03/2 I j5(—n)
from which, using (1.48), we obtain
3T P 2miZilAi (1.61)

I 5(—n) =
1/2(=m) 4v/2(1.388)3 03/2 3 m;
Using (1.60), (1.61), and also (1.37), we finally conclude that

% T
Ai Yo imiZi[Aq

exp <§/2§2> - 1] , (1.62)

P dimiZilA;
T8z ymy

o 1 = 3
n=_In_ — _In
2 6 2

q=2.795-10"3-
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(0) Z; 3 1, (0)
¢i(x) = ©) (1 - 2:5—1— o7 ) — .
07”0,'

The proposed algorithm allows one to carry out calculations for any values of
the matter density and temperature, including the temperature zero. By (1.62), for

a fixed density p and T'— 0 the initial approximation (7%) — —00, which also holds
for the true value of 7. When n < —10 the function I;,5(¢/x) can be replaced,
with good accuracy, by the asymptotic expression Iy /5 (¢/x) ~ 2/3(@/3:)3/27 which
leads to formulas that are practically identical to those for T'= 0 (see (1.30) in §
1.1). Using the estimate (1.62) for large ¢, the condition 7 < —10 can be replaced
by the more stringent one T < 0.001 p%/3 (where T is measured in keV and p in
g/cm?). Thus, in order to compute the Thomas-Fermi potential at 7' = 0 by means
of the method introduced above it suffices to calculate it for T = T = 0.001 p/3
and then perform the corresponding transformations.

The double-sweep method with iterations is of second order of accuracy. If
this proves insufficient (which is the case, for example, for very small densities),
the one can use a higher-order scheme, applying Newton’s method to find the
chemical potential [148].

1.3.4 Discussion of computational results

The scheme (1.58)-(1.59) has been used to carry out computations in wide ranges
of temperature and density, for various substances and mixtures. To illustrate
the convergence of the iterations we give here the results of computations of the

quantity (787) for a mixture of 10 elements with atomic numbers Z = 10,20, ...,100
and m; = A; (see Table 1.2). For m; # A; the iterations converge no slower than
for m; = A;. The number of iterations decreases rapidly when the temperature
increases.

Let us remark that when the number of components in the mixture is in-
creased, the number of iterations practically does not increase, remaining roughly
the same as in the case of a single-component substance. This feature is an essen-
tial advantage of the iteration scheme, because for a single-component substance
there are no iterations with respect to the partial density p;.

As one can see in Table 1.2, the numerical method discussed above allows
one to calculate the atomic potentials in the Thomas-Fermi model for arbitrary
temperatures and densities, for a substance consisting of an arbitrary number of
elements. The domain of applicability of the Thomas-Fermi model is determined
by how small the quantum, exchange, and oscillation corrections to the potential
V(r) are (see Subsection 4.1.2). As a rule, when the temperature and the density
are increased, these corrections become smaller, and their relative magnitude is
the smaller the larger the atomic numbers Z of the elements forming the mixture.
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Table 1.2: Successive iterations (737) for a mixture of 10 elements for some values of
the temperature 7 in keV and density p in g/cm?®, obtained by the double-sweep
method

T 1073 102 101 1 10
0.54991  4.31552  7.79948 11.25669 14.71056
1.19695  4.67097 8.06290 11.37281 14.71547
1.80567  4.98772  8.31204 11.38652 14.71548
2.30004  5.29413  8.56695 11.38660 14.71548
2.96247  5.62701  8.73447 11.38660
102 3.53084  6.00593  8.76165

4.09465  6.40929  8.76153

461664  6.71097  8.76154

496164  6.78590

503472  6.78521

503344  6.78523

5.03346  6.78523

5.03346

—14.66551 —1,03005 3,12536  6,64434 10,10539

—7.58149 —0.00109 3.52243  6.85742 10.11872

—3.64227  0.83856  3.91206  6.91850 10.11881

~1.61185  1.55669 4.27765  6.92075 10.11881
1 —0.54902  2.13822  4.50923  6.92075

—0.14336  2.45274  4.55315

—0.12044  2.49462  4.55316

—0.13091  2.49378  4.55316

—0.13091  2.49378

—308.991 —31.2226 —3.2089  1.88920  5.48475

—173.017 —17.3531 —1.4698  2.32163  5.54920

~118.438 —11.8071 —0.6193  2.55149  5.55142
102 —~111.267 —11.0669 —0.4169  2.58634  5.55143

—~111.561 —11.0966 —0.4145  2.58669  5.55143

~111.563 —11.0967 —0.4146  2.58669

~111.563 —11.0967 —0.4146



Chapter 2

Electron wave functions in a
given potential

The statistical Thomas-Fermi method provides us with an approximate way of
describing a wide class of spatially nonhomogeneous multi-electron systems and
has the advantage of being simple and universal compared with more accurate
quantum-mechanical methods. If the Thomas-Fermi potential differs only slightly
from the atomic potential in matter, which is true for sufficiently high temperatures
or densities, then using this potential one can find, in the one-electron approxi-
mation, the electron energy levels and wave functions corresponding to the atom
with average occupation numbers in the Thomas-Fermi approximation, and also
find the average occupation numbers themselves. This approach yields the simplest
approximation of the average atom, i.e., the ion with average occupation numbers
in an electrically neutral spherical cell. Later we will show how, using the energy
levels and wave functions of the average atom, one can carry out calculations for
concrete ions in a plasma in the framework of more complex models.

2.1 Description of electron states in a spherical average
atom cell

To find the energy levels and wave functions we will solve the Schrodinger equation

—;Aw +U(r)y = ey, (2.1)

where U(r) is the potential energy of the electron under study, defined by the
Thomas-Fermi potential. Separation of variables in spherical coordinates yields

1

W) = RE)D Vi (0, 9),
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where Yy, (9, ¢) is a spherical harmonic (see Appendix, A.1.3), and the radial
function R(r) = R.¢(r) satisfies the equation

0 +1)

1 /!
—2R + l:U(?") + 02 ] R =€R, (2.2)
or
R" 4 2[e — Uy(r)]R = 0.
For bound states, R(r) = Ry,¢(r), € = €pe, where n = n, + £ + 1 is the principal
quantum number and n,. is the number of zeroes of the radial function inside the
cell (see Subsection 2.1.1 below). As seen from (2.2), the energy eigenvalues &,

and the corresponding radial functions R,¢(r) are determined by the function
Ll+1)
272 7

which serves as the potential energy in the one-dimensional Schréodinger equation
(2.2).

Ug(?") = U(?”) +

2.1.1 Classification of electron states within the average atom cell

Next let us examine the character of the dependence of the potential energy Uy(r)
on ¢, setting U(r) = —V(r), where V(r) is the Thomas-Fermi potential. Figure
2.1 shows the graphs of the functions Uy(r) (¢ = 0,1,2,3) for gold (Z = T79)
at temperature 7' = 0.1 keV and density p = 100 g/cm?. The temperature and
density were chosen so that the figure will display all possible types of behavior of
the function Up(r)™).

For the sake of convenience, in the investigation of the function U (r) we will
replace /(£ + 1) by (¢4 1/2)2, in accordance with the semiclassical approximation
used in the Thomas-Fermi model (see Appendix, A.4), and introduce the notation

v = (€+ ;) Uy(r) = V() + 7.

The extrema of the function Uy(r) for each given y are attained for the

values 7 that are roots of the equation p Uy(r) =0, i.e., the equation F(r) =y,
r

5 d
where F(r) = —r3 J V(r). As computations show, the graphs of the function F'(r)
r
are bell-shaped (see Figure 2.2). The roots of the equation F(r) = y determine
the positions of the minimum and the maximum of the U, (). The behavior of the
curves F(r) is readily understood using the Poisson equation and the boundary
conditions for the Thomas-Fermi potential. The boundary condition at r = 0 gives

F(0) = —r3;; (f)

*) As the density of matter is decreased, the curves U, ¢(r) with different £ become practically
identical for large values of r.

—0, F'(0)=2Z
r=0
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Figure 2.1: The potential energy Uy(r) = 6(5:;1) —V(r) for £ =0,1,2,3 for gold at
temperature 7' = 0.1 keV and density p = 100 g/cm?® (V(r) is the Thomas-Fermi
potential; the radius of the average atom cell is o = 1.67)

The Poisson equation (r?V’)" = 47r?p(r) and the boundary condition V'(ry) = 0
yield
F(ro) =0, F'(ro)=—4mrip(ro) ~—3Z5 <0,

where Z; is the average charge of the ion.

Let us denote the maximum value of F(r) by y*. Examining Figure 2.2 we
see that for y < y* the equation F(r) = y has two roots,”) the smallest [resp.,
largest] of which corresponds to the minimum [resp., maximum] of the function
Uy (7). As y grows, the maximum and minimum of Uy(r) approach one another,
and the magnitude of the maximum increases:

d _d ~._ (ou, oU,or,\ 1
dygmax(y) B dyUy(ry) n ( y + ary Oy B 2775 >0

(when r = 7, the function Uy(r) attains its local maximum emax(y)). If ¥ < y*,
then for emin(y) < € < Emax(y), where enmin(y) is the value of the local minimum
of Uy (r), the equation € = Uy (r) has at least two roots, r1(¢) and r2(¢), while for

*) At low temperatures, for some values of £ the equation F(r) = (¢4 1/2)2 may have more
than two roots.
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200
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Figure 2.2: The function F(r) = —r3dV (r)/dr for gold at density p = 1 g/cm?
and different values of the temperature 7" in keV

€ > £max(¥) it has exactly one root. In the case y > y* the equation ¢ = U,(r) has
one root for e > Uy (r9), and has no roots in the remaining cases.

The behavior of an electron in the atom cell is determined by the distribution
of the roots of the equation

e—Uy(r)=0 (2.3)

in the interval 0 < 7 < rp; these roots determine the domain of the classical
motion of the electron, i.e., the domain where ¢ — Uy (r) > 0. Three typical cases
are possible.

(1) Equation (2.3) has a single root r = rq, i.e., one turning point. The
domain of classical motion of the electron with the energy ¢, given by the inequality
e > Uy(r), extends to the boundary of the cell r = ry. Clearly, such states have a
continuous energy spectrum, i.e., a continuum (see, e.g., Figure 2.1 for € > 5 and
£ =0,1,2,3). The corresponding electron states are not localized and transitions
of such electrons from one cell to another are possible.

(2) Equation (2.3) has two roots 71, ro (turning points), with r; < ro < g
(see Figure 2.1 with ¢ < —5 for £ = 0,1,2). In this case one obtains a bound
state, the energy spectrum is discrete, and there is no need to specify boundary
conditions at r = rg, because the wave function is negligibly small outside the
domain of classical motion for r > ro.
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(3) Equation (2.3) has two or more roots, and the second root is close to the
boundary of the cell (see Figure 2.1 with —1 < & < 3 for £ = 2). Such states can
be assigned to the intermediate group. As a matter of fact, due to the influence
of neighboring atoms the energy spectrum of such electrons consists of a number
of bands of allowed energies. In some cases the positioning of the bands can be
determined by imposing boundary conditions of a special type: for example, in a
solid body one imposes some periodicity conditions. The simplest estimate of the
position and width of the bands Ae = ¢; — g5 can be obtained by solving the
Schrodinger equation for the given n and ¢, with the conditions R, ¢(r9) = 0 and
d(r'Re,(r)) /dr|T:T0 =0 (see [188], and also § 4.1).

Thus, we see that for the most important cases, (1) and (2), the energy
levels and wave functions can be found by solving the Schrédinger equation (2.2)
with the methods considered in the Appendix. The states in the intermediate
group require further investigation (see §§ 4.1 and 4.2 below). However, in many
situations, especially at high temperatures, only very few electrons are found in
the states of the intermediate group and in such situations there is no need to
account for the band structure of the energy spectrum.

Remark. Generally speaking, when one solves the Schrodinger equation
(2.2), one should eliminate from the Thomas-Fermi potential V' (r) the proper elec-
trostatic energy of the electron in question (“self-interaction”). Hence, in equation
(2.2) instead of U(r) = —V(r) one can take

Z —1 1

V(r) -

Ur) = - A r

(this includes the Fermi-Amaldi correction [45]). Such corrections obviously modify
the behavior of the potential for r ~ ry and change the energy spectrum of the
electrons in the intermediate group.

2.1.2 Model of an atom with average occupation numbers

Once the energy levels € = e, of electrons in a central field characterized by
the Thomas-Fermi potential are calculated, one can find the average occupation
numbers of electron states, using the Pauli principle and the Fermi-Dirac statistics.
Here the number N, of bound electrons (i.e., electrons corresponding to the
discrete spectrum) in states with quantum numbers n, ¢, m and energy e, within
one atom cell is given by the formula

2
Nyt = . (2.4)

1 —|—exp(€nea_ M)
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Obviously, the average number of electrons with quantum numbers n and £ is
2(20+1)

")

¢
m=—{ 1+ exp(
where 2(2¢ 4+ 1) is the degree of degeneracy (i.e., the multiplicity) of the energy
level e,.

To calculate the number of electrons of the continuum, i.e., of the free elec-
trons, we will use the semiclassical approximation. The number of possible states
of an electron with quantum numbers ¢, m, with fixed projection of the spin and
with energy in the interval (e, e+de), belonging to the phase-space volume element
dpeg dr is

1
dpe[ d?",
m

where

Pee = psl(r) = 2 e+ V(T) -

2r2

e+ 1/2)21 |

Summing over the two possible projections of the spin, we find that in the
semiclassical approximation the average number of electrons with quantum num-
bers ¢, m and energy in the interval (¢, + de) and which are located in the
spherical layer (r,r 4 dr) is given by

1 2 2
o dpeedr = de dr B = N(e,r)dedr, (2.6)
1+ exp ry TPt 1+ exp ETH
0 0
where
2
N(e,r)=

erate [t (£ 31)]

The semiclassical approximation (2.6), used for all electrons, including the bound
states, leads to an expression for the electron density p(r) in the Thomas-Fermi
model. In this case the number of electrons in the spherical layer (r, r+dr) is given
by

4 r?p(r)dr = Z/N(&,r) de| dr,
l,m

whence
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In (2.7) the integration is carried out over the domain of classical motion of the
electron, given by p?,(r) = 2e 4+ 2V (r) — (¢ +1/2)?/r? > 0, i.e., for

~ (0+1/2)2
e>¢eo(r) = 02 - V(). (2.8)
Summing over m, replacing summation with respect to ¢ by integration with
respect to y = (£ + 1/2)? and switching the order of integration, we obtain

00 2r?[e4-V (r)]
() = 1 / de / dy _

T e v (L) 4 VA VOLw

V2 /°° VE+V() (20 T Jrde

2 E— T op2 V(r)+p\’

V() 1L+exp 0 o l+exp|z— 9
or 5o
26 V(r)+p
p(r) = ( 2;2 Iz ( ( )9 > ) (2.9)

which coincides with formula (1.7).

2.1.3 Derivation of the expression for the electron density by means
of the semiclassical approximation for wave functions

Formula (2.9) for the electron density p(r) can also be derived directly from the
quantum-mechanical expression

" 2 "

pF) =D cp o [t ()P +

n,lm 1+exp< " )
(ene <eo) 0

Z/ 2<€H> [Weem (7)|* de,  (2.10)

tme e, 14 exp 9

where €9 = £o(¢) is the boundary of the continuum for electrons with given £,
and Y,em (7) and Yep, (7) are the wave functions for the bound and free electron
states, respectively:

Yt ()= | Ruer) ()™ Yom(0,9), tetm(7)= | Reer)(~1)" Yo (0, ).
(2.11)
In the domain of classical motion we use for the radial parts of the wave functions
the semiclassical approximation (which, strictly speaking, is valid far from the
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turning points):

C ) T
Ru(r)= ;m sim(6+7), &= ene. (2.12)
C2 . Vs
Ralr)= % oin (¢+7): (2.13)
Here £ = f Pee(r’) dr’  (with r; denoting the first turning point), and

the constants C and (5 are determined from the normalization conditions. Out-
side the domain of classical motion and near the turning points we set the wave
functions equal to zero.

For the normalization constant C; the semiclassical approximation yields the
relation

Fo1 14 2 f
/R dr~01/ Fsin2(r) o Cl/ ar (2.14)

Dee (T) 2 2 Dee (T)

1 1

For the continuum electrons we require that the following condition be sat-
isfied when ry — oo:

This yields Cy = 1/2/7 (see § 2.3).
Substituting the wave functions (2.11) in (2.10) and using the addition the-
orem for spherical harmonics:

_ 20+
ZIYszp :
47

we obtain

. 1 2(20+1)
() =p(r) =, _, > R+
r Ene 1%
n,t 1+ exp
(ene <e0()) ( 0 >

3 / 2041 g2 ya b (2s)
e—
L 1+exp( 0 )
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To carry out the summation over n we use the Bohr-Sommerfeld rule
L

/pez(r)dT=W<nr+;), np=n—~0—1, (2.16)

T1

which yields

T2

P :/ dr (2.17)

de paé(r)

T1

ie.,
T2

de / dr
dn, = .
m psf(r)

T1

Next, let us insert the semiclassical wave functions (2.12)—(2.13) in formula (2.15)
and pass from summation over m to summation over n,, and then replace the
latter by integration with respect to e:

o=, 32026+ 1)

eo(0) 5 ro ,
{ / 1(“*‘) rate) | o) (€ 1) e+

s 1+exp 0 "

/ - (27") sin’ (§+ Z) dg}'
c0(0) 1+ exp < 4 M) Dee
Here €y(r) and £o(¢) determine the domain of classical motion of the electron (see
(2.8)) and the boundary of the continuum, respectively. Combining the integrals
we obtain

o0

1 1 2 . 9 T
)_47rr2 %:2(26—#1){ / e 1\ mpo(r) sin <f+ 4)d5}.
Zo(r) 1+ oxp ( 9 )

(2.18)

If in (2.18) we replace sin®(¢ + 7/4) = (1 +sin2¢)/2 by 1/2 and then pass
from summation over £ to integration with respect to y = (¢+1/2)? and carry out
the latter first, then we obtain an expression identical to (2.9).

As the derivation of formula (2.18) shows, in the Thomas-Fermi model oscilla-
tions of wave functions, and hence oscillations of the electron density are neglected.
The Thomas-Fermi method describes only the average behavior of physical quan-
tities and does not reproduce at all their oscillations, which are connected with the



38 Chapter 2. Electron wave functions in a given potential

47r2p(r) . . . .

100

50

0 0.2 0.4 0.6 0.8 /o

Figure 2.3: Dependence of the radial electron density 4772p(r) on = = +/r/rg
according to the Thomas-Fermi model for gold at density p = 1 g/cm? and different
temperatures T' = 1, 10, 100, 1000 eV (the arrows indicate the direction in which
the curves change when the temperature is increased)

shell structure. Thus, the electron density of the average atom according to the
Thomas-Fermi model and its potential obtained by solving the Poisson equation
turn out to be consistent to one another, but the electron wave functions obtained
in this potential and the potential calculated by means of these functions will not
be so.

In addition, let us remark that the Thomas-Fermi model reproduces incor-
rectly the behavior of the electron density in the vicinity of the nucleus, i.e., for
7 ~ 0. From the behavior of the function I, 5[(V'(r) + p)/6] for small r it follows
that p(r) ~ 1/r3/2 — 0o as r — 0 (see formula (2.9)), whereas the electron density
must tend to some finite value. Indeed, for » = 0 only the electrons with ¢ = 0
contribute to the electron density:

p(0) = Nalta(0)]> =) C2y Yoo (¥, 0) I,

where C),o are certain constants, determined by the occupation numbers of the
levels with ¢ = 0. Therefore, for the electron density calculated by means of wave
functions one has p(0) < oo, in contrast to the Thomas-Fermi model. Note that
this peculiarity of the Thomas-Fermi model is practically inconsequential if one is
not interested in p(r) for r ~ 0.
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As formula (1.7) shows, we have p’(r) = 0 on the boundary of the average
atom cell, i.e., for r = 7y, which is in agreement with the uniform free-electron
density model. Note that the behavior of p(r) does not reveal the shell structure
of the atom. More accurate quantum-mechanical calculations (according to the
Hartree-Fock model, for example) also do not allow one to extract the shell struc-
ture from the graph of p(r). This structure can be seen from the graph of the
radial density 4mr?p(r) (see Figure 3.6).

The dependence of the distribution of the radial electron density 47r2p(r) on
x = /7 /7o, obtained using formula (1.7), is shown in Figure 2.3 for gold with fixed
density of matter p = 1 g/cm? and different values of the temperature. As seen in
this, there exists a point 7 = r* in which the function r2p(r) attains its minimum.
The value 7* gives information on the effective radius of the ion: in the domain
r > r* one finds mainly the free electrons, while for » < r* one finds the bound
electrons, which form the ion core. For the case considered here, at temperature
T =1eV,r* =1ry(0.5)% ~ 2 a.u., while for T'= 1 keV, 7* = r¢(0.05) = 0.02 a.u.
(ro = 8.08 a.u.).

2.1.4 Average degree of ionization

Using the argument that has led to formula (2.9), let us calculate the number of
free electrons Z; in one average atom cell. Here we assign to the continuum the
electron states with one turning point (see Figure 2.1). Then

Zo =73 — 28,

where
o 2r2[e+V (r)]

e—p
0 0 0 TPee(T) [1 + exp ( 0 )}

A o/dT/dE/ Tpee(r) [1 +2(:ljp <€ ; H)] . (2.20)

The domain of integration in (2.20) is defined by the inequalities
0<y<2?(e+V(r) (O<ys<y), Ulr)se<e (¢20),

ie.
0 <y < min{y*, 2’ +V(r)]}, 0<e<ey.

Incidentally, without substantially lowering the physical accuracy of the cal-
culations, we can obtain a simpler expression for Zéz) if for given £ we set the
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boundary of the continuum equal to € = y/(2r3). Then the domain of integration
in (2.20) is specified by the inequalities

0<e< y27 0§y§2T2[8+V(T)]’
2rg
i.e.,
V(r)
2 2
2rpe <y <2rife+V(r)], 0<e< (ro/r)2 —1°

This yields for the values of Z(()l) and Z(g2) the expressions

4v/2 Vi(r
Z(()l) v /r dr/d Vet

0 0 1+exp( >
x 2
8\/2/ 3/2dr/ t2 dt @21)
0 V(r)
0 1 l4exp|(t°—1) 9 +7

V(r)/[(ro/m)?-1] .
40 - 22 [ V) = [ro/m2 =1]e
0

i o/ 1+exp(€;u>

1

8v/2 )32 2 dt
T / (7’0/7’ dr/ 1—t2 V(r) (2.22)
0 o lhel o e g T

(in (2.21) t = \/1 +¢/V(r), while in (2.22) t = \/1 —[(ro/m)2 = 1]e/V (r)).

Calculations show that the quantity Z((JQ) serves as a correction, that is, usu-

ally Zé2) < Z(()l). Let us remark that Z(()l) gives the number of free electrons with
energy € > 0 per one atom cell. The inner integrals in (2.21) and (2.22) can be
calculated by Simpson’s formula, and for the outer ones one can use the trapezoid
formula, since the values of the potential V (r) are usually known on a nonuniform
mesh.

The average degree of ionization a = Zy/Z, like other quantities in the
Thomas-Fermi model, depends only on the reduced density ¢ = p/(AZ) and
reduced temperature 7 = T//Z*/3. The curves a = const in the plane (7, )-plane
are shown in Figure 2.4.
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Figure 2.4: Curves of constant degree of ionization o = Zy/Z = const in the (7, 0)-
plane, where 7 = T/Z*/3 and o = p/(AZ)

2.1.5 Corrections to the Thomas-Fermi model

Due to its simplicity and universality, the Thomas-Fermi (TF) model found wide
applications in the description of properties of hot plasmas. Soon after the TF
model was formulated for temperature T' = 0 [213, 60] and generalized for T' # 0
[61], the question of finding its domain of applicability and the related issue of
constructing refined models arose. In this direction, already in the original model
for T = 0 it was proposed to include exchange and correlation effects [54, 225]. To
improve the generalized TF model for matter with given density and temperature,
researchers have resorted to the expansion of the Hamiltonian of the electron
system in powers of the Planck constant f. This has led to the TF model with
quantum and exchange corrections, known as the TFC model [103, 104, 98, 99].

The correction §V (r) to the TF potential in the TFC model can be expressed
as follows (see § 6.1):

v
B 676

SV () x4 3L () < S Laalol x| e23)
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where © = 1/rg, ¢(x) is the solution of the TF model (1.17) and x(z) is the
solution of the nonhomogeneous linear equation

iy = V20T {211/2 <¢Sﬁ)) x(@) + Ta {11/2 ((bf))r -

1) ((bf)> I3 (qsf))} (2.24)

with boundary conditions x(0) = 0, x(1) = x'(1).

As it turned out, it is not enough to include quantum, exchange, and corre-
lation corrections, since in addition to the regular corrections, i.e., those obtained
by expanding the Hamiltonian in a series of powers of the Planck constant &, the
ignored corrections connected with the shell structure (the so-called oscillation
corrections) may be very important. Indeed, it is precisely the shell effects that
explain the oscillations of the value of the normal density of various substances in
dependence of their atomic number Z. Recall that when we calculated the electron
density in the TF model by means of expression (2.18) we replaced sin?(¢ + 7/4)
by 1/2. If we do not make this substitution, then we can approximately account
for the shell structure and obtain analytic formulas for calculating the electron
density which reproduce qualitatively its oscillations [106].

The range of applicability of the models listed above is limited by the small-
ness of the corrections. Moreover, the atomic potential, wave functions and corre-
sponding electron density furnished by models with corrections remain inconsis-
tent. A more consistent approach, which does not require that the corrections be
small, is an approach that takes into consideration the shell structure of the atom,
i.e., is based on the calculation of electron wave functions and the application of
self-consistent field models.

2.2 Bound-state wave functions

At temperature T ~ 1 keV, knowledge of the Thomas-Fermi potential is sufficient
for solving many problems in the physics of hot plasma. At low temperatures, too,
the Thomas-Fermi potential does not differ too much from the Hartree-Fock-Slater
potential, especially for high-Z elements. As a consequence, using the Thomas-
Fermi potential one can easily find various characteristics of matter, study the
qualitative behavior of these characteristics in their dependence on density and
temperature, and so on. Furthermore, the Thomas-Fermi potential practically al-
ways serves as a good initial approximation in calculations of the self-consistent
field by means of more complex quantum-mechanical models.

To obtain the one-electron wave functions one needs to solve the Schrodinger
equation with some self-consistent central potential V(r). Various methods —
analytical, approximate and numerical—for solving the Schrédinger equation are
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considered in the Appendix at the end of the book. In the next section we discuss
the application of these methods in practice and analyze their effectiveness.

2.2.1 Numerical methods for solving the Schrodinger equation

When iterations are carried out to obtain self-consistent atomic potentials one
has to solve hundreds, and sometimes even thousands of times the Schrodinger
equation with the given potential V(7). As a consequence, the effectiveness of a
method for calculating self-consistent potentials is to a large degree determined
by the effectiveness of the method used to solve the Schrodinger equation

0e+1)

gp2 | ftnt = Eneling, 0 <7 <ro. (2.25)

The boundary conditions for the radial function R,¢(r) at r = 0 are specified
by the requirement that the function R,(r)/r be bounded at zero, which gives
R,¢(0)=0. Depending on the physical situation, the boundary conditions at r = r
can be quite different: R,¢(ro) = 0, (Rng(r)/r)'| , = 0, or periodicity conditions
(a version of such conditions is given in §4.1).

As arule, to solve the equation (2.25) in §§ 2 and 3 of the this chapter we will
take for V(r) the Thomas-Fermi potential. We will address first the problem of
finding the discrete energy spectrum of equation (2.25) under the condition that
the wave function and its derivative vanish as ro — oco. Some of the first calcula-
tions for a free atom were performed by D. Hartree [82]. To solve the Schrodinger
equation Numerov’s method and some iteration scheme for finding the energy
eigenvalues €, have been used (see also [62]).

A more effective method is the phase method [216, 155], which is based on
the semiclassical approximation and a generalization of the Bohr-Sommerfeld con-
dition (see Appendix, § A.5). The phase method allows one to find the energy
eigenvalues with high accuracy in only two or three iterations; moreover, it is
little sensitive to the choice of the initial approximation, and hence exceptionally
reliable and sufficiently economical in the computation of self-consistent potentials
for a wide range of densities and temperatures.

As a comparison, the method of reverse iterations [141] has been tried as
well; it turned out to be faster, but less reliable, because it requires a sufficiently
accurate initial value of the energy, which is not always possible to achieve in
massive computations.

r=r

2.2.2 Hydrogen-like and semiclassical wave functions

In addition to direct numerical methods, different approximate methods for solving
equation (2.25) which rely on the analytic representation of wave functions are
available. The most convenient of these from the point of view of their further
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utilization are the hydrogen-like (or hydrogenic) wave functions

Z, n—4{£—1)!
Roa(r) = ¢nn£\/( (n+£)!) 22t 20 (), (2.26)
where ¢ = 2Z,r/n, LS, (x) are the Laguerre polynomials, and the value of the
effective charge Z,, is chosen in a special way, for example, by employing the
method of the trial potential (see Appendix, A.3.3)

Using the hydrogen-like wave functions one can readily calculate quantities
such as oscillator strengths, the probabilities of various radiative and collisional
processes, and other characteristics of atoms. The energy eigenvalue corresponding
to the wave function (2.26) is given by

2
H _ Znﬂ

Ene = on2 + Anf; (227)

where A, is a constant that describes external screening.

Rng(T)

4s

2s

! ! !

—4 \
0 0.05 0.1 0.15 02\ /r/ry

Figure 2.5: Radial wave functions R,(r) as functions of x = /r/ro, calculated
in the hydrogen-like approximation (dashed curves) and by solving numerically
the Schrodinger equation (solid curves). The graphs of R,¢(r) are shown for the
principal quantum numbers n = 1,2,3,4 and ¢ = 0 (the number of zeroes of the
corresponding function is n—1). The calculations were done using the TF potential
for gold at T'=1 keV, p = 0.1 g/cm?

Hydrogen-like wave functions and numerical solutions of the Schrodinger
equation with the Thomas-Fermi potential, obtained for gold (T' =1 keV, p = 0.1
g/cm?), are shown in Figure 2.5. To save space the radial functions are shown only
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Rng(r)

0 0.05 0.1 0.15 02\ /r/r

Figure 2.6: Hydrogen-like and numerical wave functions for n =1,2,3,4, / =0 in
the TF potential for gold at 7' = 0.01 k.eV, p = 0.1 g/cm3

for £ = 0, since for £ # 0 the agreement between the approximate functions and
the exact ones is far better. At low temperatures the results may be less good (see
Figure 2.6), because the hydrogen-like approximation works only when the atomic
potential is close to the Coulomb potential in some region that is essential for the
wave function. The higher the temperature of the substance, the more adequate
the hydrogen-like wave functions prove to be. However, in some cases — for in-
stance, for the first shell — the hydrogen-like approximation is practically always
applicable, except, possibly, in the case of low-Z elements when the first shell is
fully occupied.

Incidentally, it may not be enough that the graphs of the approximate wave
functions are close to the graphs of the exact ones. More reliable indicators of the
quality of the approximate functions are the accuracy with which the orthogonality
relations are satisfied, what errors arise in the computation of matrix elements,
and so on. For example, the orthogonality conditions for the one-electron wave
functions for different values of the principal quantum number n and equal values
of ¢ lead to the relation [ Ry,¢(r)Rye(r)dr = 0 (n # n'), which the hydrogen-
like functions for Z,, # Z,/, satisfy only approximately. At the same time, for
different values of ¢ the wave functions are orthogonal thanks to the properties of
the spherical harmonics Yp,,, (¢, ).

More accurate than the hydrogen-like wave functions are the wave functions
provided by the improved semiclassical approximation, which relies on Bessel func-
tions (see Appendix, A.4); we will use superscript “s” to indicate semiclassical
quantities, though we could have also used the notation “WKB”. The semiclas-
sical wave functions can be used in a wider range of temperatures and densities.
One should keep in mind, however, that the semiclassical functions are less con-
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venient than the hydrogen-like ones when it comes to deriving analytic formulas
for calculating cross-sections of radiative processes.

In the semiclassical approximation the value of the energy ¢ = €}, is calcu-
lated by means of the Bohr-Sommerfeld formula

T2

/p(r)dr:ﬂ' (ne ;) (2.28)

r1

plr) = \/2 v - L (2.29)

and 71, ro are turning points (p(r1) = p(r2) =0, ro > r1).
The radial wave functions have the form

Kl 3 lf pZ(T) S 07
\/ |

\/3\/ [J_1y3(8) + Jiys(6)],  if p?(r) >0,

p=p(r), £=¢&(r)= ’jp(r’)dr’

7 is the turning point, € = €}, and C' is a normalization constant.
Let us examine some specific aspects of the application of formulas (2.28)—
(2.30), depending on the choice of the turning point 7. Set

\/| |K1/3 ifTS’I‘l,

where

(2.30)

where

R)(r) =
\/3\/ [J_13(8) + Jiys(€)],  if r1 <7<y,
where )
£= ’/p(r’
“ \/5 [J_1/3(8) + Jiys(8)],  if ro <7 <o,
RE(r) =

\/l |K1/3 if’I"ZTQ,
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where

£= /p(r') dr'| .
T2

The normalization constant C is usually taken to be positive, while the sign
of Cy is determined by the number of zeroes of the wave function. The function
Rille) (r) [resp., RSZ) (r)] has a singularity at r = rg [resp., 7 = r1]. To obtain a
solution that is smooth for all values of r, we must match the functions Rille) (r)
and Rfe) (r) by choosing the value of the energy € = €.

For a given value of the energy—in particular, for the value obtained from the
Bohr-Sommerfeld condition — we use the folowing interpolation on the interval

(Tl, 7’2)2

fp(r) dr
RS,(r) = [1 — a(r)]R)(r) + a(r)RE) (r), a(r) =" (2.31)
[ p(r)dr

Here the interpolation coefficient a(r) is chosen in such a way that the wave
function and its first derivative will be continuous in the turning points r; and
ro. Note that in some energy interval the radial function furnished by formula
(2.31) will have no points of inflexion regardless of whether the Bohr-Sommerfeld
condition is satisfied or not. Therefore, if a more accurate value of the energy than
e, is known, it can be used to obtain the wave function by means of formula
(2.31).

In practical computations it is convenient to use tables of the functions
Ky/3(8) and J_q/3(§) 4 J1/3(§). Moreover, in order to avoid dividing the small
quantities £(r) and p(r) one by another in the vicinity of the turning points, the
wave function can be represented for £ ~ 0 in the form

RS, (r) = Ay + A3 (£<0.1), (2.32)

where the coefficients A; and A, are calculated using (2.30), Ay = £0.955275 A
and the different signs correspond to the right and respectively the left side relative
to the first turning point and reverse signs for the second turning point.

At temperature 7' = 1 keV and density p = 0.1 g/cm? the graphs of the semi-
classical and exact wave functions practically coincide for all considered values of n
and £. Good agreement is observed also at lower temperatures (see Figure 2.7 be-
low), in contrast to the hydrogen-like wave functions, which describe the spectrum
only for the inner shells with small quantum numbers.
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Table 2.1: Relative differences § = (€,,0 — Ene)/Ene - 100% between the approximate
energy levels, and the exact values e, in the TF potential for gold at T'= 1 keV
and p = 0.1 g/cm?. Also shown are the deviations A of the approximate wave
functions from the numerical solutions of the Schrédinger equation (A = A, is
calculated via (2.33) and multiplied by 100 %)

lene] 0% A %
n £ Schrod. H WKB H WKB
1 0 77532 0.01 1.73 0.29 1.95
2 0 16992 —0.03 —0.12 2.68 1.35
2 1 16573 0.05 0.03 1.29 2.67
3 0 7039 —0.07 0.06 4.56 2.08
3 1 6883 0.03 —0.12 3.54 2.02
3 2 6645 0.04 —0.09 1.33 2.35
4 0 3794 —0.09 —0.10 5.20 0.83
4 1 3728 0.04 0.04 3.97 0.73
4 2 3636 0.04 -0.07 1.74 0.75
4 3 3576 0.00 0.03 0.44 1.64
5 0 2336 —0.11 —0.05 5.50 0.88
5 1 2302 0.03 0.06 4.21 0.43
5 2 2257 0.05 —0.09 1.98 1.19
5 3 2228 0.01 —0.04 0.52 0.44
5 4 2220 0.00 0.03 0.10 1.84
6 0 1558 -0.14 0.01 5.65 1.22
6 1 1538 0.02 0.13 4.35 0.86
6 2 1513 0.03 —0.02 2.09 1.10
6 3 1496 0.01 —0.06 0.60 0.36
6 4 1491 0.00 —0.02 0.15 0.53
6 5 1490 0.00 —0.01 0.05 1.89

Tables 2.1 and 2.2 list the relative errors § for energy levels in the TF poten-
tial obtained by the various methods discussed above. Also listed are the mean
square deviations A = A,y of the approximate wave functions from the numerical
solutions, calculated according to the formula

To

Ay = / [EM(T) — Rng(r)]zdr, (2.33)
0

where Eng(r) is the corresponding semiclassical or hydrogen-like wave function.
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Table 2.2: Difference between the approximate energies and wave functions and
the exact ones for gold at T = 0.01 keV and p = 0.1 g/cm® (same notations as in
Table 2.1)

B 5 % A%
n £ Schrod. H WKB H WKB
1 0 72242 0.00 1.83 0.31 1.95
2 0 12015 —0.10 0.19 3.71 1.69
2 1 11523 0.09 0.38 1.95 2.93
3 0 2854 —0.59 0.02 11.99 0.57
3 1 2627 0.15 —0.03 11.03 0.72
3 2 2208 1.31 0.00 6.16 1.88
4 0 672.5 —1.48 0.33 27.44 0.56
4 1 576.3 1.46 0.37 27.46 0.56
4 2 401.3 6.47 0.46 27.21 0.59
4 3 169.7 — 1.29 — 1.20
5 0 143.5 - 0.01 — 0.91
5 1 111.4 — 0.12 — 1.06
5 2 59.84 - —0.84 — 1.35
6 0 38.31 — —0.34 - 0.79

=
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Figure 2.7: Semiclassical and numerical radial functions for n =1,2,3,4, £ =0 in
the TF potential for gold with 7' = 0.01 keV and p = 0.1 g/cm?3 (compare with
Figure 2.6)
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The quantity Aié corresponds to the square of the relative error, averaged with
the weight R2,(r):

)
2 _
A’I’LZ_/

0

An analysis of the results of numerous computations, only a small part of
which are shown in tables 2.1, 2.2 and figures 2.5-2.7, leads to the following con-
clusions. At high temperatures (7' ~ 1 keV) the hydrogen-like wave functions
practically coincide with the exact ones (see Table 2.1). For the inner shells the
method of the trial potential yields good results for any temperatures and densities
(as well as for the free atom). For outer shells with number of electrons N, > 1,
at temperatures T ~ 0.01 keV and below, the radial functions are far from the
hydrogen-like ones.

Incidentally, for high-Z elements all the methods for solving the Schrodinger
equation considered here have practically the same physical accuracy, as a com-
parison with the corresponding numerical solutions of the Dirac equation shows:
the difference between the relativistic and nonrelativistic radial functions is con-
siderably larger than the error in the solutions of the Schrédinger equation by
approximate methods.

2

Enz(T) ~ Rue(r) Riz(r) dr.

Rng(r)

2.2.3 Relativistic wave functions

For high-Z elements it is necessary to account for relativistic effects and so, instead
of the Schrédinger equation (2.25), one needs to solve the system of equations (see
Appendix, A.2):

d

" G(r),

F(r) + :F(r) —alen; + V() + 5

) (2.34)

G(r) = G(r) = —aleng + V(N)IE (),

where F(r) = Fui(r) = rf(r) and G(r) = Gunej(r) = rg(r) are the so-called
Dirac spin orbitals; f(r) and g(r) are the large and respectively the small radial
components of the wave function, £ is the orbital quantum number, and j = £4+1/2
is the total momentum quantum number (j = 1/2 for £ = 0); k = —2(5 — £)(j +
1/2) =x(j+1/2),or s =—l—1for j=¢+1/2and k=L for j =4 —1/2.

A numerical method for solving the system of equations (2.34) can be con-
structed by using methods for solving the Schrédinger equation, in particular, the
phase method (see Appendix, A.5). To this end it suffices to make the substitution
[80, 236]:

F(r) = /n(r) P(r), G(r)=/x(r)Q(r), (2.35)
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where
2

o =ale+ v

] . x(r)=ale +V(r)]. (2.36)

This yields an equation of Schrodinger type for each of the functions P(r)
and Q(r). Thus, for P(r) we have

P" 4+ k*(r)P =0, (2.37)
with k2(r) given by
3/0\° 10" kv  k(k+1)
k*(r) =nx — - - : 2.38
(r) = nx 4<n> Ton T 2 (2.38)

The equation for the small component Q(r) is similar with (2.37)—(2.38), and in
fact can be obtained from the latter by making the change of variables P(r) —

Q(r), n(r) — x(r), x(r) = n(r), Kk — —k.

To obtain the relativistic hydrogen-like radial functions F (r) = F?’IL_Iej (r) and
G(r) = Gy;(r) we will proceed by analogy with the nonrelativistic case and

use the solution of system (2.34) with the potential IN/(T) = Znyj/r — Anej. The
effective charge Z,,; and the external screening constant A,,; are calculated by
the method of the trial potential from the minimum condition for the functional

I(Znij) = / [V (r) = 1V ) [F2() + G2(r) | dr, (2.39)
0
(see [142]), under the supplementary condition
[ -Vl [Fe) + G dr=o. (2.40)
0

The relativistic hydrogen-like radial functions F(r) and G(r) are given by
the expressions (see Appendix, A.2):

F(r) = Fpg;(r) = Cugja”e™*/2 [fl v L5 (@) + fo Li"%lq/z(x)} ’
(2.41)
G(r) = Gly(r) = Coty a*e=12 [qu 0 L2414 o() + 90 L2251 (@)
x=2ar/a, v= \/(] + 1/2)2 — (2, (=aZy;,
¢
Jon—j—1/2+v7 +¢

a =
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o a (k=v)(n—73—=1/2)!ark(n—j—1/24v)—(V]
" 90 (k — v)al/2C F'(n—j—1/242v) ’
ac? —v
fl_am(n—j—l/?—ku)—(l/’ fo=k—-v, g = ¢ fi, g2=¢
For j =n —1/2 in (2.41) we must put L*{"*(2) = 0.
The energy levels !, ; are given by the formulas
Z2 /52
H ntj
nlj 1+ <2/ﬁ2 n \/1 n <2/ﬁ2 nlyj ( )
where )
n=n- ¢

(G+1/2) + /(G +1/2)2 = ¢

T

= [ [0 v ez < e

As formulas (2.41) show, the dependence of the relativistic hydrogen-like
functions on the effective charge Z,,; of the nucleus is rather complex compared
to that of the nonrelativistic functions. Consequently, the search for the minimum
of the functional (2.39) by an iterative method similar to method (A.76) in section
A.3 of the Appendix leads to complicated formulas. As it turned out, in practice it
is more convenient to compute Z,¢; directly from the condition of minimum for the
integral in the right-hand side of (2.39), using the method of tangent parabolas.

The typical graph of the functional J(Z,;) at high temperatures is shown in
Figure 2.8 for gold (T = 1 keV, p =0.1 g/cm?). For the given n, £, j the functional
has a unique minimum, which is always the case at high temperatures. At lower
temperatures, for large values of the principal quantum number n there may arise
stationary segments with subsequent vanishing of the minimum. This means that
for such values of n there are no hydrogen-like states. Results of the computation
of the effective charges Z,,; and Z,, are given in Table 2.3.

The relativistic and nonrelativistic wave functions are compared in Figure 2.9.
Then Figure 2.10 compares the hydrogen-like wave functions with numerical so-
lutions of the Dirac equation. The difference between the hydrogen-like approxi-
mation and the numerical solution of the Dirac equation may depend on n in a
non-monotone fashion. For example, for n = 3 the difference between the relativis-
tic and nonrelativistic functions is more notable than for n =1 (see Figure 2.9).
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1071 ‘ ‘ ‘ ) ‘ ‘ ‘
0 10 20 30 40 50 60 70 Z

Figure 2.8: Dependence of the functional J on Z = Z,,; in the TF potential at
T =1keV, p=0.1 g/cm®. Graphs are shown for the principal quantum numbers
n=1,2,3,4,510, ¢ =0 and j = 1/2. The top (resp. bottom) curve corresponds
ton =1 (resp. n = 10)

Foej (r), Bne(r)

/251 /2
0 0.05 0.1 0.15 0.2 /e

1 1

Figure 2.9: The large components Fy,¢;(r) of the relativistic radial wave functions
(solid curves) and solutions R,(r) of the Schrodinger equation (dashed curves).
The computations were carried out in the TF potential for gold at for T'= 1keV,
p=0.1g/cm?3
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0 0.05 0.1 0.15 0.2 Jr/ro

1

0 0.05 0.1 0.15 0.2 /o

1

Figure 2.10: The large (Fy¢;(r)) and the small (G,¢;(r)) components of the
hydrogen-like radial wave functions (dashed curves) and numerical solutions of
the Dirac equation (solid curves). The graphs are shown for the principal quan-
tum numbers n = 1,2,3,4, £ = 0, j = 1/2 (the main maximum decreases as n
grows). The calculations were carried out in the TF potential for gold at T' =1
keV, p = 0.1 g/cm3
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Table 2.3: Effective charges in the TF potential for gold at T = 1 keV, p = 0.1
g/cm3, obtained by the method of the trial potential

n /L j Znéj an n { J Zn[j an
1 0 1/2 78.09 77.87 5 1 3/2 6885

2 0 1/2 7591 74.95 5 2 3/2 6757 67.40
2 1 1/2 74.66 73.45 5 2 5/2 6746

2 1 3/2 73.65 5 3 5/2 6657 66.53
3 0 1/2 7334 7224 5 3 T7/2 6654

3 1 1/2 7210 70.92 5 4 T7/2 6626 66.25
3 1 3/2 7117 5 4 9/2 6625

3 2 3/2 68.75 68.49 6 0 1/2 69.68 68.99
3 2 5/2 68.56 6 1 1/2 6885 68.15
4 0 1/2 71.54 70.58 6 1 3/2 6833

4 1 1/2 7043 69.44 6 2 3/2 6728 67.13
4 1 3/2 69.68 6 2 5/2 6718

4 2 3/2 68.05 67.83 6 3 5/2 66.48 66.45
4 2 5/2 6791 6 3 T7/2 66.46

4 3 5/2 66.65 66.61 6 4 T7/2 6623 66.23
4 3 7/2 66.63 6 4 9/2 6623

5 0 1/2 7042 69.62 6 5 9/2 66.17 66.17
5 1 1/2 6946 68.65 6 5 11/2 66.17

Computations have shown also that for £ = 0 the role of relativistic effects
is notable even for large n; this is connected with the behavior of the relativistic
functions for r = 0. As £ grows, the difference between wave functions decreases
rapidly.

To calculate the relativistic wave functions in the semiclassical approximation
it suffices to use formulas (2.35)-(2.36) and the WKB method for the equation
(2.37). Energy eigenvalues obtained by various methods are listed in tables 2.4
and 2.5. As these tables show, the errors for the energy levels obtained by solving
the Dirac equation numerically, and the errors of the hydrogen-like approximation
do not exceed 1%, while the relativistic values differ from the nonrelativistic ones
by more than 10%.

The errors of the relativistic wave functions in the hydrogen-like and semi-
classical approximation are similar to those for the Schrodinger equation, shown in
tables 2.1 and 2.2. A comparison of just the solutions of the Schrédinger and Dirac
equations reveals that the relativistic corrections are considerably larger than the
errors of the approximate methods.
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Table 2.4: Energy levels in €V in the TF potential for gold with T'=1 keV, p = 0.1
g/cm?, calculated in various approximations

|Ene;] |Enel
J Dirac H WKB  Schrod.
1/2 85819 85824 87191 77532
1/2 19314 19317 19406 16992
1/2 18824 18812 18655 16573
3/2 16946 16939 16901
1/2 7755 7756 7784 7039
1/2 7569 7561 7521 6883
3/2 7071 7068 7077
3/2 6814 6811 6810 6645
5/2 6698 6696 6699
1/2 4100 4100 4113 3794
1/2 4022 4017 4001 3728
3/2 3821 3820 3817
3/2 3722 3720 3719 3636
5/2 3674 3672 3669
5/2 3609 3609 3605 3576
7/2 3590 3590 3584
1/2 2493 2493 2497 2336
1/2 2454 2451 2443 2302
3/2 2354 2353 2352
3/2 2305 2304 2303 2257
5/2 2281 2280 2280
5/2 2250 2250 2248 2228
7/2 2240 2240 2237
7/2 2230 2231 2229 2220
9/2 2225 2225 2222
1/2 1649 1649 1651 1558
1/2 1627 1625 1620 1538
3/2 1570 1569 1569
3/2 1542 1542 1541 1513
5/2 1528 1528 1528
5/2 1511 1511 1509 1496
7/2 1505 1505 1505
7/2 1499 1499 1498 1491
9/2 1496 1496 1495
9/2 1495 1495 1494 1490
11/2 1493 1493 1492

DO OO OO OO LU UL OOt OO UL OB i R R R R WWWWWNDNDND R 3
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o7

Table 2.5: Energy levels in eV in the TF potential for gold with T" = 0.01 keV,
p=0.1 g/cm?, calculated in various approximations

SH OO O ULUL UL UL UL UL U s i R R R WWWWwwNNNN R~ 3

NN R R OWWNDNDNFEF P OWWNDNNFRF R, ONNRFRERFORFRRFEFOOS

J
1/2
1/2
1/2
3/2
1/2
1/2
3/2
3/2
5/2
1/2
1/2
3/2
3/2
5/2
5/2
7/2
1/2
1/2
3/2
3/2
5/2
5/2
7/2
1/2
1/2
3/2
3/2
5/2

Dirac
80522
14275
13715
11883
3432
3174
2771
2334
2247
824.4
713.5
615.6
432.9
413.4
176.1
172.1
178.6
139.1
119.5
64.22
61.64
15.73
15.61
44.88
34.54
31.10
17.39
16.94

|ene; ]
H
80534
14283
13701
11871
3436
3160
2766
2306
2222
821.6
694.9
605.6
407.3
390.8
151.7
148.2
172.3
125.2
110.0
59.38
57.94
4.06
4.06
50.08
49.54
45.27
2.18
2.18

WKB
81885
14327
13518
11887
3455
3121
2760
2317
2241
826.4
700.2
612.1
427.8
410.0
173.9
170.0
178.3
136.6
119.1
64.10
61.60
16.76
16.61
45.36
34.36
31.19
17.34
16.88

|€né|

Schrod.

72242
12015
11523

2854
2627

2208

672.5
976.3

401.3

169.7

143.5
1114

59.84

15.51

38.31
29.62

16.60
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2.3 Continuum wave functions

2.3.1 The Schrodinger equation

In order to calculate the continuum wave function of an electron with energy ¢ in
the nonrelativistic approzimation we need to solve the Schrodinger equation

1 L(0+1
_QRZZ + |=V(r)+ (27"2 ) Roy=¢Ry, 0<r<rq, (2.43)
with the boundary condition Re.(r )| = 0 and some normalization condition.

In practical computations performed Wlthln the limits of the average atom cell,
the normalization of the function R.(r) is usually specified by the condition that
the quantity R2,(r) drde gives the number of electron states in the energy interval
(e,e + de) that belong to the spherical layer (r,r 4+ dr), so that

To

[ B dr = wio) (2.44)

0

where w(e) is the density of electron states with given £ and a definite direction
of the spin, counted for the unit energy interval.
In the semiclassical approximation (see formula (1.59))

2 dr de dr dp
2. (r)drde = drde ~ -
RZ,(r)drde pet(r) sin (§+ ) rde ~ pee(r) o
(+1/2)
D= pee(r) = \/25+2V(T) _ 7"2/ ) ,

which coincides with the number of possible states of the electron (without ac-
counting for spin), assigned to the corresponding phase-space element drdp; we
have
T0
(e) 1/ O (= fu is the turning point) (2.45)
w(e) = 7 = Teg is the turning point). .
™J peé(r) )

T

The above expression for w(e) can be used to normalize the solutions of
equation (2.43) in accordance with condition (2.44). As seen from (2.44), the di-
mensional representation of the continuum radial function differs from that of the
bound radial function by a factor of 1//e, and so when one employs the contin-
uum function it is usually necessary to carry out the corresponding integration
over the energy .
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In the improved semiclassical approximation

| \/;'Kl/g(g), it <7,
Reo(r) = (2.46)

where

(see Appendix, § A.4). Using the asymptotics of the Bessel functions together with
interpolation in the vicinity of the turning point 7, one can recast formula (2.46)
in the computationally more convenient form

1
e s, if £>05and r <7,
V2rlp)
V2 0.826994] .
Re(r) = b(r)(r —7) + ., if £€<0.5, (2.47)

3 b(r)
2 . ™ . -

\/ sm<§+ ), if £>05and r>r,
™ 4

where

1/6
b(r) = 1.11985 { 9i2 le(r +7) + W(m} .

When 79 > 7 the semiclassical functions (2.46) and (2.47) satisfy the nor-
malization conditions (2.44)—(2.45). Indeed,

ro
2 T 1 dr
R r)dr N/ sin? (€ + ) dr ~ / .
/ Tp <§ 4 7 ) pee(r)
Moreover, letting rg — oo we obtain
/Rd r)dr =6(c —€). (2.48)

This corresponds to the normalization usually adopted for the continuum wave
functions, which for r — oo have the asymptotics

Reo(r) ~ \/772k sin (kr + o) , (2.49)
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where k = v/2¢ and g is a phase shift that is determined by the form of the
potential V(r) and depends on ¢ and e.

Reo(r) | | | | | ”
°’ij A |
A |

0 0.2 0.4 0.6 08\ /r/ry

Figure 2.11: Graphs of the numerical solution of the Schrédinger equation and of
the semiclassical approximation (2.47) for the continuum radial wave functions as
functions of the variable x = \/r/ry (in the case considered here the curves were
found to be identical). The computations were carried out in the TF potential for
gold at T =1 keV, p=0.1 g/ecm?, ¢ =5 a.u.= 136 eV, £ =0

In accordance to (2.48)—(2.49), when equation (2.43) is integrated numerically
one often uses the d-function normalization with respect to energy, verifying that
the asymptotics (2.49) holds for sufficiently large r (see, e.g., [45]). However, it
is far more efficient to normalize numerical solutions of (2.43) already for small
values of r, using, for example, the derivative R.,(r) in the first zero r = r* of the
numerical solution R.,(r) and the semiclassical approximation (2.46) for £ = £*,
where £* is defined by the condition J_;/3(£*) + J1/3(§*) = 0. The formulas
giving the normalization constant have a simple form (see formula (A.112) in the
Appendix):

dR.
o(r) = —0.801952 \/pes(r*),

0 . (2.50)
Ral(r*) =0.

A comparison of the continuum wave functions obtained by various method for
{ =0 and € = 5 a.u. = 136 eV is made in Figure 2.11. One can see that the
function given by formulas (2.47) practically coincides with the exact one. For
that reason in practice one can confine oneself to the approximation (2.47). Notice
that with the increase of £ and ¢ the application of the semiclassical approximation
becomes more and more justified.
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2.3.2 The Dirac equations

The relativistic radial functions are obtained by solving the Dirac equations (see
(2.34))
d

Fe() + I:Fg(r) —a {5 LV() + ;} G.(r),
(2.51)

4o - " Gulr) = —ale + VOIE(),

with the boundary conditions F.(0) = 0, G.(0) = 0, where F.(r) = Fgp;(r),
Ge(r) = Gegj(r), K = =2(j — £)(j + 1/2). To solve the system (2.51) numerically
for a given value of € one resorts to the same methods as those used for the bound
states (for example, the Runge-Kutta method or the Numerov method).

In correspondence with the nonrelativistic case, we impose the normalization

condition
o

/ [F2(r) + G2(r)] dr = 1(c). (2.52)
0

The expression for the relativistic density of states w(e) can be obtained by resort-
ing to the semiclassical approximation for the function P(r) = F.(r)/\/n (where
n=n(r) = ale+V(r) +2/a?]) with the help of equation (2.37), which allows one
to write the expressions for F.(r) and G¢(r) in a form similar to (2.46). In doing
so one has to keep in mind that when ry — oo the normalization condition (2.48)
for the relativistic case becomes

/ () For () + Go(r)Gor (r)] dir = (= — &), (2.53)

By formula (2.37), the semiclassical approximation for the large component F¢(r)
may be recast in a form analogous to (2.47):

Fa(r)z\/nP(r):C\/Z sin <§+Z>, r>T. (2.54)

Here £ = £(r) = fﬁ(r')dr', k*(r) = k%(r) — 1/(4r?), ¥ is a turning point (i.e.,

/

3(0\° 1w kv k(k+1)
k2 — _ _ _ = = .
== (1) 4y Y ) = ale V)

The semiclassical approximation for the small component G¢(r) can be ob-
tained by analogy with (2.54), using the equation for Q(r) = G.(r)/\/x (see the
remark after (2.38) in §2.2). However, it is better to start directly with equation
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(2.51), recalling that in the semiclassical approximation P’(r) ~ CVk cos(§+7/4).
We have

/

o 1 d K N C - . T n K . T
G.(r) = . |:dTF5 + TFE} o~ e [k‘cos (§+ 4) + (277 + r) sin (54_ 4)],

G.(r)= C’\/k2 * [n,/(jg) /7] cos (5 + Z - 5) , (2.55)

where ,
o /(20) + /v
i .

To calculate the normalization constant C' we use (2.53) and the asymptotics
of the radial function for r — oo. First let us derive a useful relation for the
normalization integral. To this end we multiply the first equation of the system
(2.51) by G and then subtract from the result the same equation, but with the
places of € and &’ switched. Similarly, we multiply the second equation in (2.51) by
F.., then switch the places of € and &’ and subtract the resulting equations from
one another. This yields

tand =

d

Goy Fo—G. | Fo+ /:(FEGE/ — F.G.) = ale — £)G.Go,

d
dr
d d K

FE/ dT‘GE - FEdT‘Gs/ - - (GEFE/ - GE/FE) = 70[(5 - 5/)F€FE/.

Next, let us subtract the second of the above equations from the first and
integrate the result from 0 to some value r:

T

/[Fe(T')Fe/(T') + G ()G ()] dr' =
0
1

a(e — oy [Fe(r)Ger(r) = Fo(n)Ge(r)] . (256)

Now let us require that, when r — oo, relation (2.56) goes over into the
normalization condition (2.53). The asymptotic behavior of F.(r) and G.(r) as
r — 00 is readily derived from (2.54), (2.55) recalling that V' (r) — 0 when r — oo:

F.(r) ~ C\/oljg sin(Er + ®0),
(2.57)

G.(r) ~ C\/(;; COS(ET + &),
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where k = k(e = /e(2+ a%e), @ is a phase shift.
Substltutlng expression (2.57) in the right-hand side of (2.56) and letting
r — oo we obtain

ale —¢€')

/ )+ Ge(r)Ge (1)) dr = c*

7—00

o2 hm{sm(E—E/) [%/k NE -

ke o~ e E — =
lim \/% sin(kr—l—(po)cos(k'r—i—(po)—\/ /% sin(k'r+@o)cos(kr+@o) p =
£ e

, sin(kr+oo) COS(EI’F + Qo) +

\/sk/ (e—¢")
}. (2.58)

o T—00 gE—¢

\/E/k‘— \/ak’
\/efkv’(efe’)

sin(k'r+@o)cos(kr+@o)

Since
= o S
im SPE TSGR, =T — ) = (e — ) — &)
moo (k- W)
we have o
. Y
lim sin(k ]f r =nd(e —¢).
T—00 E — £

Now let us show that the expression inside the square brackets in formula
(2.58) can be neglected when r — oo. To do this it suffices to examine the first
term, because the second term coincides with the first after we replace k by k' and
¢ by €. The first term inside the square brackets gives

e — L/ - -
lim \\//g Ve sin(kr + @o) cos(k'r + @o) =
r—00 Ekl ,

. ~_~/ — -
[% ek \/ G Velh=Vel an [+ 7+ 23]
2 Vel e €-¢ \/sk’ (e—g') "7

In the expression obtained the first term is equal to zero, because the factor
in front of the limit vanishes for e = £’, and by a basic property of the d-function
f(e)o(e —¢') = f(e)d(e — &’). In the second term lim,_ o sin[(k + k' )r + 2] is
also equal to zero, being the limit of a rapidly oscillating function. Summing up,
we have

(07

[0 + 60060 dr = € rote -,
0
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which in conjunction with (2.53) yields C' = v/a/.
Substituting the semiclassical functions F;(r) and G¢(r) given by (2.54) and
(2.55) in (2.52) and replacing sin(¢ +7/4) and cos?(€ 4+ 7/4 — &) by 1/2, we have

T0 _ 2
- ar kK +[n'/(2n) + r/7]
w(e) ~ 14 dr. 2.59
@~ [ ( ” (2.59)
0

The relativistic and nonrelativistic continuum radial functions within the lim-
its of the average atom cell, obtained by numerical integration of the corresponding
equations (2.43) and (2.51) for a given energy ¢, are shown in Figure 2.12.

il
|

sSsE=---- - -
l s=====

0 0.2 0.4 0.6 08\ /r/ro

Figure 2.12: The large and small components of the relativistic continuum radial
wave functions: numerical solutions of the Dirac equation (solid curves), and the
numerical solution of the Schrodinger equation (dashed curve). The computations
were carried out in the TF potential for gold at T = 1 keV, p = 0.1 g/cm?,
e=136¢eV,£=0,j=1/2

The methods for the calculation of one-electron wave functions of the bound
and continuum states considered in Chapter II are used in computations of self-
consistent potentials for various models of matter, for the calculation of the photon
absorption cross-sections and cross-sections of other processes in plasma.
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Quantum-statistical
self-consistent field models

In a quantum-mechanical system of many interacting particles the motion of any
particle in the system is related in a rather complex way with the motion of all the
other particles. As a consequence, each particle is not in a determined state and
cannot be described by means of its one-particle wave function. The state of the
system as a whole is described by a wave function that depends on the coordinates
and spin variables of all the particles that form the system. The self-consistent field
method starts from the assumption that for an approrimate description of the
system ome can introduce a wave function for each particle of the system. Then
the interaction with the remaining particles is approximately accounted for by
introducing a field, averaged over the motion of those particles by means of their
one-particle wave functions. The one-particle wave functions must be consistent
in the sense that, on one hand, they are solutions of the Schrodinger equation
for a single particle moving in the averaged field produced by the other particles,
and, on the other hand, these one-particle wave functions themselves define the
averaged potential in which the particles move; whence the term “self-consistent
field”. The simplest method of introducing a self-consistent field, in which one
defines not wave functions, but the density of the spatial distribution of electrons,
is the Thomas-Fermi method proposed by L. Thomas (1926) and independently by
E. Fermi (1928). The subsequent development of the self-consistent field approach
has led to the elaboration of the Hartree and Hartree-Fock models.

If we consider the electron system at nonzero temperature the concept of
the self-consistent field must incorporate elements of statistics. One has to pay
attention to the distribution of ions over different states, taking into account also
their interaction with the free electrons and other ions. In the first approximation
this leads to the concept of the average atom, when an ion with the average
occupation numbers and free electrons are considered in an electrically neutral
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spherical cell, i.e., an average atom cell. The average atom may be considered
in the Thomas-Fermi model, as well as in more accurate approximations of the
Hartree or Hartree-Fock type or their modifications, including relativistic ones.
These and other quantum-statistical self-consistent field models for an average
atom can be derived from a unified variational principle, the requirement of a
minimum for the grand thermodynamic potential.

3.1 Quantum-mechanical refinement of the generalized
Thomas-Fermi model for bound electrons

3.1.1 The Hartree self-consistent field for an average atom

The Thomas-Fermi model gives an electron density p(r) that is consistent with
the potential V() in the framework of the semiclassical approximation. However,
the wave functions calculated for the Thomas-Fermi potential yield the electron
density p(7) = >, Na|ta(7)[?, which does not coincide with the original electron
density for the TF model (here o denotes the set of quantum numbers that specify
the state of the electron). An analysis of the calculations carried out in Subsec-
tion 2.1.3 has shown that in order to obtain the electron density in the TF model
we essentially use only the component of p(7) = 3" Nu|t)o(7)[?, which does not
include the oscillations of wave functions.

At high temperatures the contribution of the oscillations is the most impor-
tant for the bound electrons with small values of the principal quantum number n.
For electrons with large quantum numbers and free electrons the contribution of
the oscillations is essentially smoothed out and so for them one can use the semi-
classical approximation (2.7). Accordingly, let us represent the electron density as
a sum of two terms [151, 188]:

p(7) = p1(7) + p2(7), (3.1)

where

p1(F) = D NEa)lbalP)P  p2(F) = D Niea)lta(™)f.

ea<é€g Eaq>EQ

By appropriately choosing the energy ¢, which plays the role of an effective
boundary of the continuum, one can ensure that in the expression for ps(7) the
summation is carried out only over free-electron states and over those bound states
for which N(e,) < 1. Moreover, in the expression for pa(7) summation can be
replaced by integration, as we did when we derived the Thomas-Fermi model in
Subsection 2.1.3.

Since it is natural to consider that the potential for the average atom is spher-
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ically symmetric, calculation of po(7) in the semiclassical approximation yields

. 1 p*dp
o) = palr) =, [ ] , (3.2)
9 _ _
L L (P Y0 )
0
where the integral is taken over the domain

p?
5 ~ Vir)>eo (p>0).

The density of the bound electrons p;(7) is calculated directly in terms of
the wave functions

YalF) = Ynn(F) = | Ruslr) (1) Yo (9, 9),

where the radial function R,(r) satisfies the Schrodinger equation

0e+1)

1 7
_2Rn€ + —V(T) + 27_2

Rng(r) = Enang(’l“). (3.3)
Here we use the potential V (r) produced by the nucleus and all the electrons in the
average atom cell, which is justified for sufficiently high Z, when one can neglect
the “self-action” (see the Remark in Subsection 2.1.1). Generally speaking, when
one solves the Schrédinger equation (3.3) it is necessary to eliminate from the
potential V(r) the contribution of the electron under consideration. However, it is
more convenient to take into account the effect of the self-interaction later, when
we refine the Hartee model (see §3.2 and § 3.3 below).

We will classify as bound states those states for which the classical domain
of motion (11 < r < r3) lies inside the average atom cell and o, < ro (here rq is
the radius of the cell and 1 and ro are turning points). For such states the wave
function R, ¢(r) should be negligibly small on the boundary of the cell, and hence
it can be assumed to be zero for r = rg. This function has n, = n — ¢ — 1 zeroes
in the interval (r1,72). Then for p;(7) we obtain the expression

2 Rng T 2
n= 3 o () Wm0,
(nizty) 1 Hexp ( ) )

By the addition theorem for spherical harmonics,

L
D Vi (0,0) Yo (9, 0) =

m=—{

20+ 1
dr

Therefore, the density of the bound electrons in the average atom is given by

= 1 2(20+1
nE =m0 = Ly Y MR, Nu= 2O

a (3.4)
ene<€o 1 +€Xp <€n€9 ,LL>
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(compare this with the derivation of formula (2.15)).
As in the Thomas-Fermi model, we shall assume that the potential V (r)
satisfies the Poisson equation

1 d?
r dr?

(rV) = 4x[p1(r) + pa(r)] (3.5)

together with the boundary conditions 7V (r)|,—0 = Z, V(r¢) = 0. The chemical
potential u is determined from the condition of charge neutrality for the average

atom cell,
o

4 | p(r)r?dr = Z. (3.6)
/

3.1.2 Computational algorithm

Equations (3.1)—(3.6) constitute a rather complicated nonlinear system for the
functions R,¢(r), the energy levels €,¢, the occupation numbers N,,¢, the potential
V(r) and the chemical potential p. This system can be solved by an iteration
method. In contrast to the Thomas-Fermi model, the model (3.1)—(3.6) reproduces
the shell structure of the atom. As expected, at high temperatures the electron
density p(r) and the potential V(r) turned out to be only weakly sensitive to the
variation of the effective boundary of the continuum, €. In practice the quantity
go must be selected so that the occupation numbers N,, are small for levels with
energy £,¢ > £o (see subsections 3.3.3 and 3.3.4 below).

Clearly, the average-atom model for matter with given temperature and den-
sity considered above is a modification of the Hartree model. The model (3.1)—(3.6)
allows one to carry out, in a unified manner, calculations for any temperature,
and in fact the higher the temperature, the faster the iterations converge and the
shorter the time needed for the computations. For heavy elements, when relativis-
tic corrections are essential, one needs to pass from the Schrodinger equation to
the Dirac equation (see Subsection 3.1.4 below).

The calculations can be done according the following scheme. As the initial
approximation for the potential it is natural to take the Thomas-Fermi potential
for the given temperature and density and the corresponding chemical potential
17 = —p/6. Then one solves the Schrodinger equation for bound states (by the
phase method, for example; see Appendix, § A.5), which yields the energy levels
ene and the radial functions Rye(r).

To get a more accurate chemical potential 7 let us use the charge neutrality
condition (3.6), written in the form

To

2(204+1
f(n) = Z ( . [) +47r/r2p2(r) dr = Z, (3.7)
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where

(26)3/2 I g1/ dy

pa(r) = 272 Vir) -
g l+exply— P +n

Yo

(26)%/2 Vir) \ (29)3/2/ y'/2 dy
212 Ly 0 n 272 V(r) > (38)
o l+exply— 0 +1

Yo = Yo(r) = max {0; V(T)9+ €0 } .

Finally, using the value of 7 found in this way and relations (3.4), (3.8), we obtain
the occupation numbers N, ¢, as well as p1(r) and pa(r).

f(n) w w w w w

30 b

20 b

0 1 1 1 1 1

—500 —400 —300 —200 —100 —n=p/0

Figure 3.1: The function f(n) (see equation (3.7))

Equation (3.7) is solved by Newton’s method. Let us note that at low tem-
peratures the Newton iterations may diverge, since in these circumstances the
function f(n) has step-like segments (see, e.g., Figure 3.1, where f(n) is calculated
for iron (Z = 26) with 7= 1 eV and p = 0.1 g/cm?). In this case one combines
Newton method with the bisection method, which is applied whenever the next
Newton iteration gives a value of 1 that lies outside the previously determined
interval where the solution is to be found. Practice has shown that the bisection
method applied in this manner is more effective than the secant method.
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Once the refined density p(r) = p1(r) + p2(r) is known, one can compute the
new potential by means of the Poisson equation (3.5). In the case of the average
atom the potential V(7) is spherically symmetric and the ordinary differential
equation (3.5) is easily solved. However, it is better to calculate the expression for
V(r) using the known solution of the Poisson equation in the three-dimensional

case: P N2 gt gy
vy =7 - [ plri)r™dr’ di
T |7 — 7|
To this end we use the expansion
1 2. 4n - Y. ;o
o T 2 g1 2 e Vom0 @Yo (901,

|7 — 7 — 25 +1

m=—s
where ro =min(r,7’), r> =max(r,r’). Integration with respect to the angles
and ¢’ yields

[ Yen(@ ) a9 = 5080 [ Yool ) .

As a result, the sum over s and m for V(r) reduces to a single term, corresponding
to s = 0. Therefore,

70 T To
Z 2p(r)dr'  Z 1
Vr)= _47T/r plr)dr’ _Z A7 /r’zp(r’) dr’ —|—/7"'p(r’) dr'|. (3.9)
7 > T 7
0 0 T

After the new potential is obtained by means of formula (3.9), the iterations are
repeated the necessary number of times.

We have described a simple iteration process V+1 (r) = F[V(®)(7)], where
F[V (r)] designates the procedure by which the wave functions, the electron density
and the new potential are obtained, starting with V(r). At high temperatures,
when the main contribution to the self-consistent potential comes from the central
field of the nucleus (for example, for Z = 79 this is the case when T > 0.1 keV),
the simple iterations converge rapidly. However, as a rule such iterations diverge at
low temperatures. To improve the convergence we shall use a linear combination
of the obtained potential and the potential furnished by the preceding iteration:

Va(r) = (1 —)VE(r) + aF[VE(r)]. (3.10)

In his calculations D. Hartree used the values o = 0.3+0.5 (see § 3 of Chapter
5 in [83]). In our calculations the parameter o was chosen based on the following
considerations. Let us call mismatch A = A(«) the quantity

A(e) = (Valr) = FIVa(r )} | _, (3.11)

where r = 7 is the point in which the difference V,,(r) — F[V4(r)] is maximal in
absolute value.
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Figure 3.2: Graph of the dependence of the mismatch A(«) of the potential on
the parameter o for gold at temperature T = 0.01 keV and density p = 1 g/cm?
(rhombuses). The minimum of the mismatch is attained for o/ = 0.320. By drawing
a straight line (dashed) through the points corresponding to the values A for o = 0
and a = 0.75, we obtain a = a* = 0.323

Computations have shown that the dependence A(«a) has a piecewise-linear
character (Figure 3.2). For some value o = &’ one observes a jump of A(a) —
the quantity A(a) changes sign. The smallest mismatch is attained precisely for
this value of a.

The calculation of an accurate value of o’ require a large volume of additional
computations, and so in practice instead of o’ it is convenient to use a value a*
close to o/, obtained by drawing a line through the values of A(«) for « = 0 and
some other a = &:

a* a

A0) ~ A(0) — A(a)’ (812)

Since the quantity A(0) is known from the preceding iteration, one needs
only one more computation for & = @. The value of & is chosen by experimenting
(in our calculations we took & = 0.75). If the value o* obtained from formula
(3.12), is too small or too large (lies outside the interval [0.1, 1]), then o* is chosen
equal to 0.1 or 1, respectively.

Thus, we obtain the iteration process

VED(r) = Vou(r) = (1= a" )V (r) + " FVE ()] (0.1 <" <1).
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The convergence of the iterations is determined by the condition
AP = |A(e") <&

(where, e.g., e = 1076). As a rule, no more than 10 iterations are needed; moreover,
with the growth of the temperature the number of iterations drops rapidly and
the value of o* approaches 1.

3.1.3 Analysis of computational results for iron

Let us examine the graphs obtained by calculations for iron with temperature
T = 0.1 keV and density p = 0.1 g/cm?®. Here the radius of the average atom cell
is 7o = 11.4 and the chemical potential is 7 = 6.058 (nTr = 6.039).

rV(r) | ‘ ‘ ‘ ‘ ‘ g
20
15

10

0 2 1 6 8 v
Figure 3.3: The potential rV(r) in the Hartree (solid curve) and Thomas-Fermi
models (dashed curve) for iron: Z = 26, T = 0.1 keV, p = 0.1 g/cm?

Figure 3.3 compares the functions rV (r) calculated for the Hartree potential
and the Thomas-Fermi potential. Examining the graphs one concludes that the
Thomas-Fermi potential can be applied successfully for high temperatures, and, in
addition, is a good initial approximation for quantum-mechanical computations.

To analyze how the choice of the effective boundary of the continuum ¢ in-
fluences the energy levels and the occupation numbers, computations were carried
out with a different numbers of bound states: for ¢g = —5.5 eV, taking into ac-
count the shells with principal quantum numbers n < 7, and also for g = —25 eV,
n <6 and gg = —50 eV, n < 5 (see Table 3.1).

Table 3.1 shows a weak dependence of the potential V(r) on the parameter
€0, which is confirmed by the coincidence of the occupation numbers N, and the
closeness of the energy levels e,,0. The graphs of the function 7V (r) for the three
indicated cases are practically indistinguishable. This is connected with the fact
that for the states with energies €, > —100 eV (n > 4) the average occupation
numbers N, are very small due to strong ionization. Let us note that for higher
densities the dependence on £y may turn out to be essential.
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Table 3.1: Energy levels e,,, and occupation numbers N, for iron at T'= 0.1 keV,
p = 0.1 g/ecm3. The calculations were carried out for three values of the effective
boundary of the continuum: g = —5.5 eV (n = 6.06538), ¢g = —25 eV (n =
6.06537) and g9 = —50 eV (1 = 6.06253)

eg=—5.5 eg = —25 eg = —50

Ene Nne Ene Nne Ent Nne
—7120.4 2.000 -—-7120.3 2.000 —7120.2 2.000
—1126.8 1.989 —1126.6 1.989 —1126.6 1.989
—1018.4 5.903 —-1018.2 5903 —1018.2 5.903
-376.92 0.182 —-376.74 0.182 —-376.73 0.183
—344.33 0.405 —344.15 0.405 —344.14 0.406
—296.34 0.429 —296.16 0.429 —296.14 0.430
—167.25 0.024 —-167.07 0.024 —167.11 0.024
—154.39 0.064 —154.21 0.064 —154.25 0.065
—136.48 0.090 —-136.30 0.090 —136.34 0.090
—129.01 0.117 —-128.83 0.117 —128.86 0.117
—80.914 0.010 —80.758 0.010 —80.839 0.010
—74.684 0.029 —-74.530 0.029 —74.612 0.029
—66.114 0.045 —65.961 0.045 —66.043 0.045
—62.266 0.060 —62.107 0.060 —62.185 0.060
—60.520 0.076 —60.348 0.076 —60.420 0.076
—38.114 0.007 —38.007 0.007
—34.717 0.020 —34.613 0.020
—30.036 0.031 —29.936 0.031
—27.756 0.043 —27.651 0.043
—26.527 0.0564 —26.409 0.054
—25.474 0.066 —25.336  0.066

TN TTTOOODODO UTUTUTUTU s s s s WWWN - 3
CUBRWN RO WNHFORERWNHRFOWNHFONROROO &

—14.918 0.005
—12.967 0.016
—10.261  0.026
—8.786  0.035
—7.804  0.045
—6.834  0.055
—-5.754  0.064

Figures 3.4 and 3.5 display the density of the bound electrons p;(r) and the
density of the free electrons ps(r). We see that the electrons remaining on the
shells are located sufficiently close to the nucleus (see Figure 3.4). At the same
time the continuum electrons are uniformly distributed in space from the boundary
of the cell rg = 11.4 up to the value r ~ 2 with a considerably smaller density
(see Figure 3.5), which allows one to use the uniform free-electron density model
for pa(r) at high temperatures. The distribution of pa(r) (Figure 3.5), calculated
by means of formula (3.8), has an integrable singularity near zero, in agreement
with the Thomas-Fermi model (see §2.1). Let us emphasize however that this
singularity has practically no influence on the computational results.
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pi(r)

5-10° | 1

0 0.2 0.4 0.6 T

Figure 3.4: Density of the bound electrons p;(r) in the Hartree model for iron
(Z=26,T=0.1keV, p= 0.1 g/cm?; rg = 11.4, Zy ~ 15)

p2(r)

0.03 | ]

0.02 ]

0.01 f g

0 2 4 6 8 10 r

Figure 3.5: Free-electron density p2(r) in the Hartree model for iron (Z = 26, T' =
0.1 keV, p= 0.1 g/cm?; ro = 11.4, Zy ~ 15)
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Figure 3.6: Dependence of the radial electron density 47r?p(r) on x = \/7"/7‘()
in the Hartree model (solid curve) and the Thomas-Fermi model (dashed curve),
calculated for Z = 26, T = 0.1 keV, p = 0.1 g/cm® (compare this with the
difference in the corresponding potentials shown in Figure 3.3)
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Figure 3.7: Dependence of the radial electron density 47r2p(r) on = \/r/r in
the Hartree model for iron with density p = 0.1 g/cm? at different temperatures:
T = 10, 20, 50 and 100 eV. One sees how when the temperature is increased the
M-shell is ionized and simultaneously the density of the free electrons increases
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Figure 3.6 above shows the radial electron density 47r%p(r) as a function
of the variable © = \/ r/79. One sees that, compared with the Thomas-Fermi
model, the Hartree model has one different qualitative feature: it renders correctly
the oscillations of the radial electron density. As one can see from the graph,
at temperature T' = 0.1 keV the shell with principal quantum number n = 3 is
practically unoccupied (cf. the average occupation numbers N,,; in Table 3.1). The
two sharp maxima correspond to fully occupied K- and L-shells; the M-shell is
not revealed. When the temperature is decreased the degree of occupation of the
M-shell increases, which is clearly seen in the graphs of the electron density shown
in Figure 3.7 above.

3.1.4 The relativistic Hartree model

For large values of Z in the Hartree model instead of the Schrodinger equation we
must use the Dirac equations. Then the 4-component wave function of an electron
with total momentum j and projection of the momentum on the z-axis m can be
written in the form (see Appendix, § A.2):

—C i Y1 (0,9)

Unejm () = (=112 00 Pyt Yens 0.9
FICIs motia Gres(r) Yiitm—1(9,¢)
HC T 114, Gnij(r) Yiz1m+1(0,9)

Here the upper [resp., lower] sign is taken for £ = j —1/2 [resp., £ = j +1/2]. The
values of the Clebsch-Gordan coefficients Cg;nn_ms; 1 . are given in the Appendix,
Table A.1. ’

The radial functions F;(r) = F(r) and Gpej(r) = G(r) are solutions of the
Dirac equations with the potential V' (r):

6ZGF(T) + :F(r) = |en; + V() + jz G(r),
(3.13)
4 G(r) - ") = —alews + VIIF(R),

k=2 —0)(j +1/2).

The boundary conditions for the bound states read

F()=0, G0)=0, F(ro)=0, G(ro)=
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The density of the bound electrons for ,¢; < €¢ is given by the expression

nL,5m 1 4 exp

GRS (1%, 3 [neim(PI* =
0

1 -
> > Wntjm (7))
. Enéj — M
n,2,5 1 4 exp ( > m
6
Let us consider the contribution in p;(7) for fixed quantum numbers n, j
and £ =j —1/2:

F?
Z|wn€]m7? né] Z]‘i‘m‘ em_ 19%0)‘24_

m=—j

nl] j m+1
Z 2]+2 ‘Y—Z%»l,mfé(ﬁ?w)

— .
Jtm+1 2
Z : ’Yz+1,m+; (¥, 90)‘
m=—j

Changing the summation index m to m + 1 in the first sum in each of the square
brackets, we obtain

r2

F?,. 2
S =40 | S I o

m=—j—1

m=—j
G2,.(r) i j—m 2

ntj

w2 Vim0 0)| +

i
Jtm+1 2
Z, 242 ’}/13+1,m+;(197<ﬁ)‘
m=—j

Now let us adjust the limits of the sum over m in accordance with the parameters
of the spherical harmonics. To this end we omit [resp., add] the terms equal to
zero in the first [resp., second] set of brackets:
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F
S =40 [ ST oo+

m=—j
71

ZJ m‘ £m+L (19’@)’2 +

m=—j

Grej(r) L jem 2
ntj
2| 20 g [Yenm 0.

Jj+m+1
Z ‘ 041, m+ (197()0)

‘2
. 2742

Combining the terms in each of the square brackets we obtain

- _ Fylr )2]—1—1
Z |¥nejm () ! Z |Ye,m, (9, )+

7"2
mey=—~
Grii(r) 2j+1
"t Yoi1.m, (9, 0))°.
r2 242 Zg |1 t+1,m, (9, 0)
my=——~£—

As in the nonrelativistic case, we use the addition theorem for spherical
harmonics, which yields

S Wsin ) = = 2 R ) + Gy )] (3.14)

This expression was obtained for £ = j—1/2. In much the same manner one verifies
that equality (3.14) holds also for ¢ = j + 1/2. Finally, we have

P = 0 S N [E2y () + Gy (1), (3.15)

n,l,j

where
27 +1

1+ exp (g"eje M)

and the sum is taken over the states with energy e,¢; < €o.

For pa(r) in the relativistic Hartree model one can retain the preceding for-
mula (3.8), because the relativistic corrections for the continuum electrons are
usually small. The calculation of the potential V' (r) is carried out as in the nonrel-
ativistic model, using formula (3.9), where the contribution of the bound electrons

Nn[j =
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Table 3.2: Energy levels in eV and occupation numbers for gold with 7' = 0.1 keV
and p = 0.1 g/cm?, computed in the relativistic and nonrelativistic variants of the
Hartree model (n < nmax = 9). In the relativistic approach n = 6.830, Z, = 22.99;
in the nonrelativistic approach n = 6.822, Z, = 23.11

Relativistic computation Nonrelativistic computation
n L J |5n£j‘ Nnéj Zj Nnéj ‘€n£| Nye
1 0 1/2 80523  2.000 2.000 73022 2.000
2 0 1/2 14661  2.000 2.000 12639 2.000
2 1 1/2 14054  2.000 6.000 12151 6.000
2 1 3/2 12261  4.000
3 0 1/2  3953.5 2.000 2.000 3435.8 2.000
3 1 1/2  3687.7 2.000 6.000 3211.1 6.000
3 1 3/2  3293.8 4.000
3 2 3/2 2858.4 4.000 10.000 2794.9 10.000
3 2 5/2 2774.5 6.000
4 0 1/2  1279.0 1.995 1.995 1175.4 1.986
4 1 1/2  1163.7 1.984 5.923 1079.3 5.888
4 1 3/2  1100.9 3.939
4 2 3/2 918.77 3.653 9.062 904.68 9.018
4 2 5/2  904.82  5.409
4 3 5/2  677.93 2.920 6.733 675.74 6.756
4 3 7/2 673.85 3.813
5 0 1/2  564.95 0.469 0.469 543.42 0.398
5 1 1/2  519.05 0.325 0.903 503.02 0.854
5 1 3/2 505.31 0.578
5 2 3/2  431.70  0.300 0.738 431.57 0.752
5 2 5/2  428.83 0.438
5 3 5/2 341.74 0.191 0.445 344.04 0.459
5 3 7/2  341.03 0.254
5 4 7/2  265.62 0.121 0.272 268.24 0.282
5 4

9/2 265.46 0.151

to p(r) is calculated by means of formula (3.15) and using the Dirac equation
(3.13).

Figure 3.8 shows the graphs of the total electron density for gold at temper-
ature T = 0.1 keV and density p = 0.1 g/cm?, calculated in the relativistic and
nonrelativistic Hartree models. As the graphs reveal, the influence of the relativis-
tic effects for high-Z elements can be substantial for the first three shells (see also
Table 3.2 for the energy levels €,,¢, €,¢; and occupation numbers Ny¢, Npg;).

The relativistic Hartree model, derived by simple arguments, is not suffi-
ciently rigorous, yet it allows one to account for the main relativistic effects. What
this model leaves out are the exchange and correlation effects, as well as the Breit
and a few other relativistic corrections. Let us point out that, in contrast to the
average atom, in the consideration of individual ion states it is necessary to take
into account also the non-centrally-symmetric part of the potential and refine the
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Figure 3.8: Dependence of the radial electron density 47r2p(r) on = \/r/r in
the Hartree model for gold (Z = 79, T = 0.1 keV, p = 0.1 g/cm?), calculated

by using the relativistic (solid curve) and nonrelativistic (dashed curve) radial

functions

effects of the spin-orbit interaction [74]. A more rigorous approach to the deriva-
tion of quantum-statistical self-consistent field models can be realized by means

of variational principles.

3.2 The Hartree-Fock self-consistent field model for
matter with given temperature and density

3.2.1 Variational principle based on the minimum condition for the
grand thermodynamic potential

As above, we shall assume that the substance is in local thermodynamic equilib-
rium, and that the temperature is high enough so that the substance is a plasma
consisting of electrons and ions of various multiplicities. In Chapter I, to derive
the equations of the Thomas-Fermi model we used the simplest variational princi-
ple for a closed system — the requirement that the entropy be maximal. A more
general quantum-statistical description of the state of matter requires the intro-
duction of the mathematical apparatus of the density matrix and the application
of various statistical approximations. Thus, for example, one often resorts to the
approximation of the grand canonical ensemble [17]. Based on the approximation
selected one formulates and solves a variational problem for the wave functions
and the self-consistent potential.
The most general variational principle that is usually employed under equi-
librium conditions for the grand canonical ensemble is the condition of minimum
for the grand thermodynamic potential 2 = E — uN — 0S. The application of
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this principle for a plasma with significant interaction between particles is prac-
tically impossible, and for this reason one resorts to various approximate ap-
proaches. One of the most productive turned out to be the density-functional
method [113, 133, 176, 168, 171]. In this method one constructs a certain approx-
imate electron density functional, which is interpreted, e.g., as the grand thermo-
dynamic potential of electrons. Then one solves the variational problem on the
minimum of this functional, which allows one to derive various models describing
the state of matter.

We will use a somewhat more general variational principle, without requiring,
in particular, that the functional to be minimized depends only on the electron
density. The justification for the application of the proposed method is that it
allows us to easily derive known equations, among them the equation for the
generalized Thomas-Fermi model, the Hartree-Fock equations for the average atom
and the Hartree-Fock-Slater equations.

The application of variational methods directly to a system of interacting
ions and electrons (see [171]) runs into a number of difficulties that have not been
circumvented to this time. For this reason one often adopts a simpler approach,
based on the application of the adiabatic approximation. In the adiabatic approxi-
mation the ions are regarded as classical particles, which move considerably slower
than the electrons, so that one can assume that for each new position of the ions
the electrons manage to reach thermodynamic equilibrium.

The average value of a physical variable F' in some state of the electron
system, described by the density matrix W, can be represented in the form [17]

(Fy = Te(WF), (3.16)

where W is the corresponding statistical operator (density matrix operator) of the
system. We shall assume that at equilibrium the functional 2 attains its minimum,
where 2 has the meaning of the grand thermodynamic potential of electrons and
is defined, in accordance with (3.16), by the formula

~

Q= (Q)=Tr [W(ﬁwﬁwlnm]. (3.17)

Here H is the Hamiltonian of the electron system, N is the particle number op-
erator, # is the temperature, p is the chemical potential, and W is the statistical
operator corresponding to the density matrix.

In the approximation of the grand canonical ensemble the equilibrium density
matrix W obeys the Gibbs distribution

H—uN
N exp 0
W:

(3.18)
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which is defined by the Hamiltonian q.

Let us consider the expression for the Hamiltonian of the system of electrons
in a given field of ions. If one takes into account that the speed of propagation
of the interaction is finite, then already the classical energy of this interaction
depends on the whole prehistory of the motion of particles, rather than being
determined solely by the position of the particles at the given instance. If the
relative velocities of particles in the system are small compared with the speed
of light, then the distribution of particles in space changes little over the time
necessary for the transmission of the interaction between particles. In this case one
can define the classical Hamiltonian, up to terms of order (v/c)?, as a function
of only the coordinates and momenta of the particles in the system. Then the
Hamilton operator can be written in the form

~2
0= D

U(F1, 7, ... 7n) + H
i 2m2+ (7"1,7“2, arN)+ 1

where U is the potential energy of inter-particle interaction, which depends on the
mutual disposition of the particles and H; is an operator that includes the spin-
orbit interaction as well as the part of the potential energy that depends on the
momenta of the particles and accounts for the retardation effects. The operator
H; is of order (v/c)? and in the nonrelativistic theory can be accounted for by
perturbation theory.

In the nonrelativistic approximation, if one neglects all spin interactions of
electrons and all nuclear effects (such as the dimensions and masses of nuclei being
finite rather than infinitesimal), the Hamiltonian of the electron system reads

_ 1 1 1
H=> "= N+ U )|+ Y o s (3.19)
% 2 2 i#£j |r7f T]|

where U, (7;) is the potential energy of the ith electron with coordinates 7; in a

given potential V,(7) of atomic nuclei, i.e., Uy (7;) = =V, (7).
In the chosen representation for the given density matrix W the average value

of the operator = H — uN + @In W is calculated by means of formula (3.16):

(@) = (W) = > w, / v (Q)OV,.(Q) dQ, (3.20)

where w,, = w(E,, N,,) is the statistical probability of the system of electrons with
given energy E = E,, and particle number N = N,,, ¥,,(Q) is the wave function of
such a state, ) is the set of coordinates ¢; of the electrons, where ¢; incorporates
the space variable 7; and the spin variable ¢; of the electron labelled i. Integration
over the whole configuration space @ = {¢;} means integration with respect to all
space variables 7; and summation over all spin variables o;.

As is clearly seen from (3.20), the average value of any quantity in such an
approach is calculated in two steps: first one calculates the average value of the
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quantity in the state with wave function ¥, (Q) for given energy FE,, and particle
number N,,, and then the resulting values are averaged over the different states,
with a weight equal to the probabilities w,, of these states. Note that the result
does not change if instead of ¥,,(Q) one takes any complete system of functions.

For the electron density p(q) we obtain

plq) = Tr<W§i:5(q¢ - q)) = zﬂ:wnx
Ny,

2
Z/“I’n(%ﬂhwo~7Qi—1,q,Qi+17m,QNn) dgrdqz ... dgi—1dgiy1 ... dqn,,-
im1

(3.21)

Here and in what follows the Dirac delta function 6(¢; — ¢) = d4,50(7; — 7) is used
to simplify notation and to carry out the integration with respect to all variables
q; (i.e., integration with respect to 7,75, ...,7n and summation with respect to
01,02, .. '7UN)'

3.2.2 The self-consistent field equation in the Hartree-Fock
approximation

Here we shall use the one-particle approximation, i.e., we shall assume that, for
any given energy and number of particles the wave function ¥(Q) of the system is
represented as an anti-symmetric sum of products of one-particle wave functions,
taken over the occupied states v; (the Slater determinant)

,(/JVl (QI) Py, (Q2) ce Yy (qN)

1 wl/Q (Q1) UJVQ ((J2) cee 1/11/2 (qN)
(3.22)

1/JVN(Q1) /IZ)VN (QQ) ¢VN(QN)

or as a linear combination of such determinats.

The system of functions t¥,(q) is assumed to be orthonormal. Using the
orthogonality of the ,(g)’s, one can express the average value of the original
Hamiltonian H over coordinates for a one-determinant function ¥(Q) as follows
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(see Subsection 3.2.3 below, and also [83, 64]):

W) = 3 [ila) |-y8 V)| vula) do

[ (g)]? IW( ")I? dg dg’
Z/ |77 — 7] a

g~ / w:<q>¢u<q'>z§§<i}rbx<q>dqu’, (3.23)

where the summation is carried over all states v and A that appear in the expression
(3.22) for the function ¥(Q).

Next, let us assume that for a temperature different from zero the one-particle
states v are occupied with some probabilities n,, (0 < n, < 1), which near the
equilibrium state can be approximately considered to be independent [105]. Then
the total probability of the given state is equal to the product of the probabilities
of the corresponding one-particle states. For example, the probability w,, of the
state n, in which the first IV,, states are occupied and the remaining ones are not,
is given by the formula

Wy, = Ny =Ny =My (1= nVN”+1) M=y, ) (3.24)

Let us remark that, by virtue of their definition, the n, are the average occupation
numbers of the one-particle states v.
In the approximation described above one can calculate all average values

of operators that we need. Thus, using induction, one can show that in formula
(3.17)

Wan an Inw, = Z [nyInn, + (1 —ny)In (1 —n,)]. (3.25)

v

Indeed, for a single one-particle state (¥ = 1) we have two possibilities:
wy = nq for the occupied state and we = 1 — ny for the unoccupied one, and so
formula (3.25) is obviously valid.

Suppose (3.25) is valid for k states (v = 1,2, ... k), i.e.,

k

an lnw, = Z[ny lnn, + (1 —n,)In(1 —n,)].

v=1

Now add a (k + 1)st state. The number of possible states of the system doubles,
and the probabilities of the new states are expressed in terms of w,, as follows:

wi = npp1wn, WP = (1 - ngg1)wn
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Consequently, we have

Z w P Inwlh + Z w® nw?® =

anﬂwn(lnnkH + lnw,) + Z(l — ngp1)wp[In(1 — ngyq) + Inw,] =

n n

Ner1nngrr + (1 —ngg1) In(1 — nggq) an Inw, =

k+1
> [ Inn, + (1= ny) In(1 —n,)]

v=1
(here we used the fact that > w, = 1). By the induction step, formula (3.25) is
valid for arbitrary k.

Note that formula (3.25) corresponds to formula (1.4) for the entropy in the
Thomas-Fermi approximation. From the orthogonality of the functions v, (¢) and
formulas (3.21) and (3.24) it follows that

Q=S n (@) (3.26)

Now using (3.17), (3.23) and (3.25) we obtain an expression for the ther-
modynamic potential €2 in the one-particle approximation, in the sense indicated
above (we denote it by QHF):

— Zy:nl,/wi(Q) {—;A - Va(F)} by (q) dg-+
an’ / v (q)]? |§b’>\ _V)||2dqdq’_
Znunx// vila)vu(a ) (T)rb/\(Q) dqdq'+

GZ [nyInn, + (1 —ny)In(1—n,)] uZn,, (3.27)

Let us find the minimum condition for Q¥ for arbitrary n, (0 < n, <1) and
an arbitrary orthonormal system of functions 1, (¢). The normalization conditions
[ 1¥.(q)]*dg = 1 and the orthogonality conditions [ 1} (q)1r(¢) dg = 0 for X # v
are accounted for via Lagrange multipliers A, . Then the minimum condition
for QHF reads

I
o

50 153" s [ 03a)na) da
|29\
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Substituting here the expression (3.27) for QMF and calculating the variation, we
have

S 5|3 A [ wi@n@da| = Y b0, [ w30 Ao, @) da +
v, v

ny

Zy:nu/wﬁ(q)ffoéwy@ dq+zyjny/5w§(Q)ﬁowu(Q) dq+92;6nu In |

—ny,

DIIED MR { [sson@di+ [@in dq] 0,

where
N AYP /
Aot 4)= [— AV [ ] Yu(a)-
A

> na wi(qllzzi”(q/)dqlwx(Q) (3.28)
A

7 — 7

(in deriving (3.28), in the calculation of the double sums and double integrals we
replaced A by v, ¢ by ¢/, and so on).

Since the variations 0%, di);, and also dn,, are independent, the minimum
condition for QHF reads

@)+ | Y i) =7 @ = a0, (3:29)
Y N\t v
n, =nle,) = ! (3.30)

(7, )

Equations (3.28)—(3.30) are the well-known Hartee-Fock (HF) equations for matter
with given temperature and density [105, 129].

Therefore, to obtain the Hartree-Fock equations (3.28)—(3.30) it suffices to
impose the minimum condition for the thermodynamic potential Q = QHF in
the one-particle approximation. Note that QHF is expressed in terms of the one-
particle wave functions and occupation numbers, and, generally speaking, is not
a functional of the electron density p(q).

3.2.3 The Hartree-Fock equations for a free ion

At temperature zero™) the average occupation numbers n, can take the value 0
or 1 depending on the difference between the energy of the level ¢, and the Fermi

*) The content of Subsection 3.2.3 is important for the understanding of §5.3, but it may be
skipped at a first reading.
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energy p. If the energy levels are degenerate (i.e., several energies ¢, coincide for
different values of v), then it is necessary to be more specific about the values
n,, so that the number of electrons in one atom will not exceed Z (except for
negative ions). Before we specify the set of occupation numbers n, and the one-
particle wave functions v, (q), let us show how to obtain the average value of the
Hamiltonian (3.19) with single-determinant wave functions (3.22) and derive a
formula analogous to (3.23).

To calculate the contribution to the average value of the Hamiltonian de-

pending on the coordinates of one electron, for example, for
1 S
Vi = —2A1 = Va(m),

let us represent ¥(Q) as the expansion with respect to the first column of the
determinant (3.22):

¥(Q) = Zw S alg) ¥alan, a5, - - ax),

where \T/a is the cofactor of order N — 1 obtained by deleting the first column and
the a-th row in (3.22). Since

/\’17;(@, o qn) Y5, - qn) dg - dgy = (N = 1)1 60 , (3.31)

thanks to the orthogonality of the one-particle wave functions, the matrix element
(¥ | V1| T) is given by

@) = o5 [ i) Viva(a) dan (3.32)

Further, since the expression (3.32) does not depend on the number of the electron
chosen, we obtain

N

(v

V=3 v |8 vl @99

1=
To calculate the contribution of the two-electron interactions, let explain how
to calculate a matrix element for the operator
B 1
F1— 72|

Via

Using Laplace’s theorem [94], we represent the N-particle wave function ¥(Q)
as the expansion by minors of order 2 constructed from the first two columns in
(3.22) with one-particle wave functions depending of ¢; and go:

_ 1 "/’a((h) %(qu)
Q)= VN! Z:B Vs(q1) plae)

Uos(q3,q4s - qN);
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here « and 8 run over all occupied states (o # ), and the function \Tlag is the
cofactor of order N — 2 obtained by deleting the first two columns and the rows
a and (3 in (3.22).

The functions {Ivla,g obey an orthogonality relation similar to (3.31):

/‘I’Zg(%,%, o qN)Vas(g3,qa, - aN) dgsdgy - .. dgn = (N — 2)! 60y dps-
(3.34)

Using (3.34), we obtain the following expression for the average value of the op-
erator Via:

<‘I’|V12|‘I’> =
1
|71 =75 |

wa (J2) 1poz(q1) 1poz(q2)
1) ¥5(q2) Vp(ar) ¥s(qe)

U [a(q)?1¥s(g2)? dar das—

1 — 75|

dg1 dgz =

N 1)

N(N
/ Yala)¥s(a1)v5(92)va (g2)

™ — 72|

Observing that (3.35) does not depend of the choice of the pair, summing
over all pairs yields

Z |7 *TJ|

i<j

Yalg) 0 ,
= 3 [T agag -

a<f
Z//¢ '(/Jﬁ|r_r(| )wa(Q)dqdq/. (336)

a<f

The expressions (3.33) and (3.36) for the one-particle and two-particle operators,
respectively, prove the validity of formula (3.23).

Next let us consider some variants of the Hartree-Fock model. For an ion
with closed shells, for which N,,,=2(2¢ + 1), the occupation numbers are n, = 1
for all participating levels v. In the central-field approximation,

Rng (T)

r

%(CJ) = (_1)mY€m(197 ‘P)X;ms (U)v (3'37)
where X 1m, (o) is a two-component spinor and ¢ = {r,¥,p,0}. To each v we
associate a set of quantum numbers n, ¢, m and mg, which completely determines
the state of an electron (relativistic effects are neglected). The energy levels ¢, are
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independent of the projection of the orbital momentum m and the projection of
the spin mg, i.e., the multiplicity g, of each degenerate level v equals 2(2¢ + 1).
From (3.28), (3.29) one can obtain, using again (3.37), the Hartree-Fock
equations for a free ion in the single-determinant approximation of a central field,
setting V, () = Z/r. To that end it suffices to integrate with respect to ¢’ in (3.28),
i.e., integrate with respect to 7/, 9, ¢’ and sum with respect to the spin variable
o', taking into account the orthogonality property of the one-particle functions

Y.

First let us consider the term in the square brackets in (3.28), which corre-
sponds to the Coulomb interaction (see also Appendix, § A.1, Example 3):

Y(r) =Y m Wywwg

ffv‘/|

rs
§ N/ e'm! m/, § / E 23+ 1 rSil Rzlll(r/) d’l”/X
s,m

n’/ 0’ ,m’,m/,
J [T 0 o 0502 00Yor (0 N (1)

here superscript “t” denotes the conjugate transpose. Since for the closed shells
one has np/grmm, = 1, and since

ZXl le’( /):5msm;»

/mmmwmmmwmmmwm:

20+ 12 +1) (o0 otams
47‘((263 + ]_) 10020 ~limylamso?

where C’ffg% m, are Clebsch-Gordan coefficients, we obtain

Y(?") = Z\/28+1 ’f’ ’f’( )CZ’OSOCZ’ZZsm sm(ﬂ SO)

/E/m’ m’ s,m

Here we used the notation

o0

T'
sze,nw(r):/ Si1R o(r")Ryor (r") dr’.

The coefficients CK, _ are different from zero only for m = 0. Using the equalities

m/sm

Yoo(9, @) = 1/V/4, Cff/goo =1
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and the orthogonality property
Z oL o = (20 4+ 1)d40

we get
’I”) = Z Nn/g/ Xgle/,n/el (’I"), where Nn/g/ = 2(25/ + 1)
n’ 0’
For the exchange term in (3.28),
Xo(r) = 3 ma / w;@gwu(j’)dq/ (),
A
we have

Xoe(r) = (=™ Y Norermrmy, X

n’ 0’ m’,m/

Z/dr/dQ’Rn,g/ (r"YRue ()Y s (9, ") Yo (9 <p')x2 m (@)X 1y (07)x

4 T< Rn/é’(r)
Y* 19 Y;ﬁL 19/7 /
Z 28 + 1 S-‘rl ( 780) ( QO ) r

m s Rn/g/(’l“) 2€+1 m
(_1) Z \/28+1 n€ n’é’( ) r \/2€/+1C€OSOC€msm

n' 0’ m’ m’,s,m

Yorme (9, @)X;m; (0) =

)/E’m’ (197 90)}/;;%(197 @)C;MSW%X%M,S (U)

The product Yy, (9, ¢) Y (¥, ¢) admits an expansion into harmonics [220]:
Yerm: (9,) Y50, ¢) =

2(’ )(2s +
Z 2£+ 1) )C’OSOC msfﬁzYEﬁz(ﬂv@)'

Next, using the orthogonality property,

;o [200+ 1
m _ —0 _
E ( ) C’ms mChnsm - (_1) \/2€+1 5[[ (smﬁw

m’,m

interchanging the upper and lower indices £'0 and 0 in one of the coefficients

20+1
(CZOSO (—1)3\/2€/i 1 Cwom) and observing that the number ¢ — ¢’ + s must

be even, we obtain

o+
Nove . Ry
Xoe(r) = (=)™ > 4 +E2 > (Cglot)so)z Sewe() (r)-

r
n’ 0 s=[0—1'|
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After all these manipulations, the Hartree-Fock equations (3.29) for the radial
functions R,(r) in the case of closed shells take on the form

1 d> e+1) Z
2 dr? + w2 oy + Z Norer X?L’f’,n’é’ (T) Rpe(r)—

n’ 0
o+
Norgr ,
Z 42:»2 Z (Cg’o() sO) »}SLZ’n/@/(T) R, (T) =
e s=je=e|

Ent an(r)—kz enrene Rure(r).  (3.38)
n'#n

We should mention that when the one-particle functions are chosen in the
form (3.37) it suffices to require the orthogonality of the radial parts with different
values of n, since with respect to the other quantum numbers the orthogonality
condition is automatically satisfied. This means that the non-diagonal Lagrange
multipliers are different from zero only for ¢/ = /.

For ions with non-closed shells, instead of one determinant (3.22) one usually
employs a representation of the wave function as a linear combination of deter-
minants, corresponding to a specific coupling scheme for momenta [62, 83, 156].
Note that the wave functions and energy levels obtained by solving these equations
require further refinements, in particular, to account for the spin-orbit interaction
and the non-centrally-symmetric part of the Coulomb interaction. In many cases it
suffices to solve simpler equations to obtain R,,(r), using the obtained wave func-
tions to construct the basis functions and applying the Ritz method to calculate
the ion energy levels of many-electron ions [212].

Let us consider one such variant of the HF method, in which the coupling
of momenta can be approximately replaced by a special choice of non-integer
occupation numbers n,, (v = nlmms) such that me n, = Nye. In the simplest
approximation of the average configuration that is consistent with the notion of

average atom we take
an

T 2204 1)
The Hartree-Fock equations (3.38) for the closed shells remain valid in this ap-
proximation, and the total energy of the ion is given by the formula [62]:

ny

E= ZNnE In@""é ZNnZ(NnE_l) Hn@,n£+z Z NnZNn’Z’ Hn@,n’é’; (339)
n,l n,l

n,t n'l'>nt

where we have introduced the kinetic energy and the energy of the interaction of
the electron with the nucleus,

1 d®  ((e+1) Z
L = /Rng(r) (2 P (2r2 ) _ T) Ro(r) dr, (3.40)
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as well as the matrix elements of the interaction between electrons,

20

1 2
Hn[,nf = Fgl,n[ - 40+ 1 Z (ng sO) né,nl s (341)
s=2
1 sy 2
4 s
Hné,n'f’ = Ff?é,n’e/ - 40 + 2 Z (CE’OO SO) né,n’ e (342)
s=|0—1’|

The Slater integrals Fy;, .., and G}, /. are calculated by the formulas:

T‘S
Foy s = / / L R ) B (r2) dr dr, (3.43)
>
T.,S
Grae = [ 51 Botlr1) R (14) Ruslrz) () v (3.41)
>

Concerning methods for calculating the Slater integrals, see, e.g., [83].

3.3 The modified Hartree-Fock-Slater model

3.3.1 Semiclassical approximation for the exchange interaction

The numerical integration of the Hartree-Fock equations (3.28)—(3.30) runs into
certain difficulties, connected with the integral term—the last term in the right-
hand side of (3.28), associated with the exchange effects. If in (3.28) we neglect
the exchange, then we obtain from (3.29) a Schrédinger equation for the functions
¥, (q), which describe the electron states in the self-consistent Coulomb field of the
electrons and nuclei (Hartree model, §3.1). Being solutions of an equation with a
given potential and the corresponding boundary conditions, the wave functions in
this model are mutually orthogonal. However, it turns out that the self-consistent
Hartree field incorporates also the Coulomb contribution of the electron under
investigation, known as self-action. The self-action can be easily eliminated if one
subtracts from the self-consistent Hartree potential the contribution of the electron
in question in the state with wave function v, (q), but then the resulting wave
functions are no longer mutually orthogonal.

The semiclassical approximation can be used to approximately account for
the exchange effects, thereby refining the equations of the Hartree model. Since
this yields a unique effective potential for all electrons, the corresponding system
of wave functions will be orthogonal. Exchange effects were first accounted for in
a local approximation for the free atom at temperature 7' = 0 by Slater [203].
His results were subsequently revised in [113] (see also [78]), and then extended
to arbitrary temperatures in [152] and [79].

To obtain an approximate expression for the exchange term via a varia-
tional principle, we use as trial functions ¥, (g) the normalized solutions of the
Schrédinger equation
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Butula) = eti(a), Ha =)A= V(P), (3.45)

describing the motion of electrons in a field with some effective potential V (7),
which accounts for the exchange in a local manner. Since in the present case the
operator Her is assumed to be Hermitian, the system of functions v, (g) obtained
by solving problem (3.45) will be orthogonal.

The variational principle allows us to choose the best form of the potential
V() for which the solutions of equation (3.45) will be as close as possible to the
solutions of the Hartree-Fock equations (3.29)—(3.30). In doing so it makes sense
to retain the expression (3.30) for the occupation numbers, because that formula
does not depend explicitly on the specific approximation of the exchange effects.

Let us write the exchange energy (see the last term in (3.23))

an//w DD gy

in the form

1 7\ 12
Eex — _2 / |p(qaq )| dqdq/, (346)

L
|7 =7

where

)= b (@es(d) = n(He) > u(@)¥ ()

Here we have introduced the so-called occupation number operator n(ﬁef), whose
eigenvalues are n, and whose eigenfunctions coincide with the eigenfunctions of
the operator He¢, which acts only on functions of the variable 7 (see the expression
(3.45) for ﬁcf). Note that according to (3.26) we have p(q) = p(q,q')|q'=q-

The system of functions v, (¢q) is complete, and so

quby (q_Q) _600'5(7?_ F/)

Hence, assuming that the operator ﬁef does not act on spin variables, we obtain

P(a,d') = Sg0n(Her) 6(7 = 7).

Now let us use the Fourier integral representation of the J-function:

S(F—7') = (2;)3 /eiE(F’F/)dE.

This decomposition of the d-function in plane waves ¢'*™ enables us to sim-
plify considerably the calculations. It is important to emphasize that here we are

using only the completeness property of the system of plane waves, and we do
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not assume that plane waves are taken as approximations for the electron wave
functions. R

The occupation number operator n(He¢) is a function of the sum of two non-
commuting operators, (1/2) A and V(7). The first [resp., second] operator acts on
e’*™ as multiplication by —&2/2 [resp., by V' ()]. In the semiclassical approximation
one can neglect that the operators (1/2) A and V(#) do not commute [68, 105].
Then in accordance with formula (3.30), we obtain

n(Her) R = (K2, 7) M),

where
1
N K V(@) +u\
1 —
+ exp (20 0 )

Substituting the expressions obtained in (3.46), we have

E ~,1 ////f F2 7 F=FD=T) G dF' d dF!
x |7 — 7|

The integration with respect to 7’ can be carried out in analytic form because
the volume occupled by the system of electrons is assumed to be sufficiently large.
Directing the axis 2z’ along the vector k— k/ we obtain

ei(k—K )(F—7") P o—aR+i(k-E")R .
/ - T R N
lin})27r/e_aRRdR/ei‘E_E,lRCOSﬂSinﬁdﬁ:
o—
0

o0]

4 S 1
AT lim/e*aRsin(|k—k’|R)dR: A
Ik_k/| aHOO |k_k/|2

Since ZUJ, 62, = 2, using spherical coordinates for the integration with respect

to k and k' we get

9 di sin ¥ diY
Eex = (K2, 7 F (K2, 7)k* dk k' dK' / / s
(27)3 / / ) f(k k2 — 2kk’ cos ) + k'?

[e ele ] k+k/
2 —a 12 S
27r3/d //fk f(k r)ln'k Y
00

kdk Kk dk'.
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Next, let us introduce the new integration variables o = k2/(260), 8 = k'*/(26)
and denote

e=gr)= ")

oo oo

- N 1 _ 1 n\/oz—i—\/ﬁ
F“"O/d O/dﬁ{uexp(as) Lt ep(B-6) ™ [Va— 8l

Then
Bo=-" [Frear (3.47)

o3

where F(€) can be expressed in terms of the Fermi-Dirac integral Ij(x). Indeed,
for the derivative F'(§) we have

d 7000004 L Vet VB
d&F(QO/O/d W e =)

{‘di (Hexpl(as)) ' 1+expl<ﬂ—5>‘

dc 1 e:q)(f g) 1 e::p([K g)
llellceﬁ upOIl iIltegIatulg C.S pa‘I tS,

F/(g):‘/uexicza—s)/l+ex§ﬁ<ﬁ—s) [aiﬁ\/i +ﬁia\/g] -

0 0

/OO e [0 =17 5(9)
1+exp(ozf§)0 1+exp(ﬂf§)_ —1/23%7

We conclude that

g2 (V(7)+1)/0
N 2
Eex=—, , / dF / [1_1/5(t)] dt. (3.48)

In the semiclassical approximation we can express Fey through the electron
density p(g). To this end, let us clarify the connection between p(q) and V (¥),
using the semiclassical approximation and a Fourier integral in much the same
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way as we proceeded above to derive (3.47). We have

(@) =p(@: =g = Soor n(Hae) (7 = ") g=g =

1 —ik7 (T3 ik 7 1 N
(271_)3/6 k n(Hef)ek dk =~ (27_()3/.]0(]{;277")6“6
17 drck? d (26)3/2 V() +
= I 4
(27r)3/1+ex K V() 4 472 1/2( 0 ) (3.49)
0 P 29 0

which obviously coincides with formula (1.7), since p(q) = p(¥)/2. Therefore, we
can write

Eoi = — / olo(7), 0] dF (3.50)
where
92 ; 2
(1.0 = 0(0.0) = o)y [ [Eapple]at (351)

Here, in accordance with (3.48), (3.49), in the semiclassical approximation instead
of & = (V() + p1) /0 we take the root of the equation p(7") = (20)%/21, ;5(£)/(27?).
Obviously, ¢ is a function of p(7)/63/2, where the electron density p(7) is calculated
by using the wave functions ¥, (q).

3.3.2 The equations of the Hartree-Fock-Slater model

Thus, for the thermodynamic potential {2, which in the approximation considered
above we denote by QUFS | we have

Q=S [ 4110 |58 - V)t das

2 !
Znym/ [ ()] |¢A ") dg dg 7/@[/)(7?)’0]617?Jr

|7 — 7|
92 [n,Inn, + (1 —ny) In(1 — n,)] uZny,
14

where

p(F) = p(a), p(@) = mltu(q)]?

Proceeding as in the case of the Hartree-Fock equations, let us require that
the minimum condition

SOHFS 4§

> / V3 (@)Yw(q) dq] =0
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be satisfied, where the Lagrange multipliers A, are introduced to account for
the normalization conditions for 1, (¢q). They correspond to the diagonal Lagrange
multipliers A, in equations (3.29). Note that in the present case it is not necessary
to require that the wave functions 1, (q) be orthogonal, because the solutions of
equation (3.45) are orthogonal to one another. Taking the variation, we obtain the
equations of the Hartree-Fock-Slater (HFS) model:

JA- VF+Z W’} (@ dg &DM() e, (352)

1

()

where the eigenvalues are ¢, = —A, /n,.
This shows that the effective potential in (3.45) is equal to

V() = Ve(7) + Vex (7).

(3.53)

n, =

The Coulomb part of the potential, V,(7), is calculated as in the Hartree model:

. . Ua(q")|* dg’
Ve(©) = Va(F) = D> ma | |7£_)7|7,| : (3.54)
A
By (3.51) and (3.52), the exchange correction Vi (7) is given by
. dp  dp 06 62
‘/eX(T) = 8,0 = 65 . 6[7 = 7_(_\/2 171/2(5)7 (355)
where ¢ is the root of the equation (see (3.49))
o2 .

The calculation of exchange corrections can be simplified by using interpo-

lation formulas. In particular, the exchange energy Fey is given by the integral
£(p,0)
i [I,l/g (t)]2 dt, which is convenient to represent, using (3.56), as a function
— 00

of one variable

C= 0= Ve nne). (357

Let us construct an interpolation formula for the exchange integral, which gives
the true asymptotics for ( — 0 and { — oo:

&

/ [1_1o(0)]? dt =

—0o0

7T4C2

[1+aC + (874/81)¢2])?* (3.58)
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Here we have introduced a free parameter a, which can be found from the condition
that the error be minimal. As a result, using (3.51) in conjunction with (3.58) we
obtain for the function ¢(p, #) the expression

2 8t 2 -1/3
1449 PP

20 g3/2 " 81 93 ’ (3.59)

©(p,0) =

where p = p(7) is the electron density. The error of formula (3.59) does not
exceed 1%.

In much the same way as we derived the formula (3.58), we can obtain the
approximate formula

V27
I_ ~
1/2(5) [1+57C+(ﬂ_4/3)<2]1/37

where ( is given by formula (3.57). This yields a convenient interpolation formula
for Op/dp, with an error of about 1.5% [152]. Finally, we have

- N 7 —1/3
mo(F) [) 5 0F) 7 0]

Vex() = g2 T 3 g3 ’

(3.60)

where p(7) is the electron density. Since Vex(7) > 0, exchange effects lead to a
decrease of the Coulomb repulsion in the potential.

The behavior of the exchange correction (3.60) as a function of the electron
density p = p(7) for various values of the temperature is shown in Figure 3.9. For
comparison, the figure also shows the results obtained by using the interpolation
formula from [188],

r 1/3 TP\r
V@ = -y () T, (361)

where A\(r) = max{1, 20(372p(r))~2/3}. The formula (3.61) for § = 0 gives the
expression V.3, obtained by Slater [203]:

VS—3 30\ /°
ex_2 T .

From (3.60) with 6 = 0 we have Vo, = (3p/7r)1/3, which agrees with results of
W. Kohn et al. [87, 113] and differs from Slater’s expression by the factor 3/2. This
is a consequence of the application of the variational principle for obtaining Ve,
in contrast to [203], where the exchange term was approximated directly in the
Hartree-Fock equations. An analysis of various approximations for the exchange
correction at temperature zero is contained in the book by Slater [204], as well
as in that by Cowan [49], Chapter 8. As one can see in Figure 3.9, when the



3.3 The modified Hartree-Fock-Slater model 99
Vex(p)

T T T

0.01 0.1 1 10 p = p(r)

Figure 3.9: Dependence of the exchange correction Ve (p) to the potential on the
electron density p = p(r) for three different temperatures: 7' = 0.01, 0.1, 1 keV.
The solid [resp., dashed] curve represents expression (3.60) [resp., (3.61)]

temperature is different from zero, formula (3.60) gives a smoother dependence
of Vex on p(r) than the interpolation (3.61); at high temperatures, in both cases
Vex = 7p/0.

As we will show below, the variational principle yields wave functions that are
closer to the solutions of the Hartree-Fock equation than the ones given by other
approximation methods. Let us remark that for the one-particle energy levels the
result may be different, but the utilization of the wave functions obtained in the
Hartree-Fock-Slater model and of the Hartree-Fock approximation for the energy
levels of ions allows one to obtain reliable results (see Subsection 4.4.4).

3.3.3 The equations of the Hartree-Fock-Slater model in the case
when the semiclassical approximation is used for continuum
electrons

When one solves the system of equations (3.52)—(3.56) it is required, generally
speaking, to calculate the wave functions of all possible electron states, including
those for the continuous spectrum. The number of such functions may be very
large. Since the semiclassical approximation gives good results for the electrons
with large quantum numbers, it is natural to use it for the electron states whose
energy is larger than some value g, as we did in the Hartree model. The quantity
go can be regarded as the effective boundary of the continuum.
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For large temperatures, due to ionization the average occupation numbers for
highly excited states are very small and if, in addition, the radius of the ion core is
much smaller than the dimensions of the average atom cell, i.e., r* < rg, then the
issue of how to choose ¢ in practical calculations is readily settled. Namely, after
one calculates the average occupation numbers N,,, the parameter ¢y is chosen
from the condition that N,, be small for the upper shells (see Subsection 3.1.3).

When the variational principle considered in § 3.2 is used, it suffices to stip-
ulate that for the choice of £y the number of states that are not associated to the
continuum does not change when the variation is performed, i.e., that the bound
states do not cross the fixed edge €¢ for small variations of the occupation numbers
and wave functions, or, in other words, that no additional discrete spectrum states
arise for € < gg.

Let us examine this question in more detail, following [157]. The expression
for the one-particle energy ¢, in the Hartree-Fock-Slater model is

o= [vi| 58 - V)| vl da

where according to (3.54)—(3.55)
V() = V() / dq 8@ (3.62)
|7 — 7

In the semiclassical approximation the energy of an electron is given by the formula
e, 2e(q,p) =e=p?/2 — V(7), where 5 is the momentum of the electron.

Let us use the indicated approximation to calculate the thermodynamic po-
tential QUFS | considering that the semiclassical states with energy ¢ > ¢ are
occupied with a distribution function n(q,7), 0 < n(gq,7) < 1, which for the mo-
ment is not known. In connection with this, in the ensuing formulas summation
with respect to the discrete states will be carried out for the states with energy
€, < €9, while the integration with respect to ¢ and p will be carried out for states
with energy ¢ = e(q,p) > €o. Note that in what follows, when we perform the
variation, although & is fixed, some terms in the sum over v may be added or may
disappear, because the condition ¢, < ¢ is replaced by ¢, + de, < €¢. Here the
variation de, is determined by the variations of 4, (¢), n, and n(q, ). To formally
carry out the summation and integration over all states, we will simplify notation
by using the step function

1, if x>0,
Bla) = {0, if 2 <0.

We denote the corresponding thermodynamic potential by QHFS(gq). Applying to
the thermodynamic potential (3.27) the semiclassical approximation for € > g,
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we obtain

OFS(e0)= 3 plen e [ wi(a) (-8 ) dula)da+

J[u=steo-amtan?y o0 i~ [oavi)an+

o [P [ eloter. o a+

0 Z Bleg —e))[nyInn, + (1 —n,)In(l —n,)] +

9//1— (eo—¢)][nlnn+ (1 —n)In(1 — )](;g?)dq—u/p(q)dq.

Here ¢, (¢q), n, and n = n(q, 7) are unknown functions that need to be determined,
and

—

)= Ao — el + 1= Bleo—Nnlap) gy (363

Taking the variation of Q"S5 (gg) subject to the constraint [ |1, (q)|?dg = 1
and using formula (3.63) to calculate dp(q), we obtain

oS o) + 53 A [ vt
Snaso =) [ 80w |- A VeI 4 k] w@ars
S mier=2) [ vila ) |-ah v+ ] bvtadas
> oo~ Uw ( )
/ 5n[1—5(80—5)]{22—V(F)+91n1:‘n—4 (;f)sdq—k
> " 6B(eo — &) [0ny Inny, + 0(1 = n,) In(1 = ny) — pny ] +

> 6060 — e [ 2@ (=52 = V) vula) da-

—

/] 950 =y iontnn 00—t =) ) 7 g~

(F)> vu(q)dg+0In | w 4 "

J[ 5= ~ve)) ntan) 3, di=o. o
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The quantity 3(e9 —e,) may be different from zero in the interval |e, —eg| <
|0e,|. For example, §3 = 1 corresponds to an additional term in the sum with
respect to v which arises because the energy £, changes under variation (if this
term vanishes, §3 = —1). Correspondingly, the quantity 68(go — €) is different
from zero in the interval eg — de < € < gg.

In order to satisfy the minimum condition for QHFS(gy), we require that the
factors in front of the variations §y*, dn, and dn vanish and that the expression
containing 00 vanishes as well. Setting the factor in front of §1%(q) (or 64, (q))
equal to zero we obtain the equations for electrons with energy e, < &g, which
coincide with (3.52):

38V vl = et (3.65)

Here ¢, = —A,/n, + u, the potential V() is given by formula (3.62), and for
electrons with energy € > ¢ the semiclassical approximation is used.

Next, the requirement that the factors in front of dn, and dn(q,7) be equal
to zero leads to the relations

n, = , (3.66)
1+ exp <€V N N)
0
- 1 2 .
n(q,7) = L\ E= V) (3.67)
" 2
1 +exp< 0 >

Finally, setting the remaining terms in (3.64) equal to zero, let us use the
equalities (3.65)—(3.67), as well as the relations

cv 7u+lnnua

ny,Inn, + (1 —n,) In(1 —n,)=(1 —n,) 0

nlnn+ (1 —n)ln(l —n)=1 fn)ggqulnn,

which follows from (3.66) and (3.67). Then for the remaining terms in (3.64) we
have

Zdﬁ(so —ey)(ey —p+0nn,)—

// 0B(eg —€)[e — u+ 0lnn(q,p)] (2(115)3 dg=0. (3.68)

Since the variations 08(gg — €,) and §3(gp — €) can be different from zero
only for €, = g¢ and respectively € = €, in (3.68) we can take out of the brackets
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the common factor
1

1+ exp <€09_ﬂ)

Aeo)d [Z Bleo —ev) — // Bleo —€) (;gg dQ] =0. (3.69)

3.3.4 The thermodynamic consistency condition

Agg) =eo —p+6In

This yields

The first term in the square brackets in (3.69) is the quantum mechanical expres-
sion for the number of one-electron states with energies ¢, < €q:

= 25(50 - 5u)'

Here, in accordance with the definition of the function 3, the sum is taken over
the states v for which €, < gg. In particular, in the nonrelativistic approximation
without accounting for bands we have

fi(eo) = Z2(2€+ 1) (ene < €0).

n,f

The second term gives the corresponding expression for the number of states
in the semiclassical approximation:

- ff -0 - J]

p2/2—V(r) <60

To understand the physical meaning of condition (3.69), recall that the quan-
tity €9 was introduced to simplify the calculations. However, as follows from
(3.69), in order to satisfy the minimum condition for the thermodynamic poten-
tial QHFS(gy), the number of states accounted for in various approximations for
the description of electrons must not change when ¢q is changed. In other words,
when the number of states treated quantum-mechanically increases, the number
of states accounted for in the semiclassical approximation must decrease by the
same amount, and conversely.

Thus, in accordance with (3.69), in addition to the equations (3.65)—(3.67)
of the HFS model with the semiclassical approximation we require for the elec-
trons with energy ¢ < g¢ that f1(g9) = fa2(g0), which gives an equation for the
determination of eg:

Zﬁ // Q(C;i;lf. (3.70)

p2/2—V(r)<eo
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fi(e0), f2(e0) v v v ; : ; ; ; ,
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Figure 3.10: The number of states with energy € < €¢: quantum-mechanical cal-
culation fi(egg) (solid curve); semiclassical calculation fa(gg) (dashed curve)

The typical behavior of the functions fi(eo) and fa(eo) is shown in Fig-
ure 3.10 (where Z = 26, T = 15 eV, p = 15.64 g/cm?). The solutions of equation
(3.70) correspond to the intersection points of the graphs of f; and f;. There
may be many such solutions, but there always are two basic solutions. The first
one, £g = o0, corresponds to the purely quantum mechanical calculation, when
for all electron states one solves the Schrodinger equation (3.65) and calculates
the wave functions. The second one, eg=—00, corresponds to the Thomas-Fermi
approximation (with the exchange accounted for via formula (3.55)), when for all
electron states one uses the semiclassical approximation. If exchange is neglected,
then from (3.62), (3.63) and (3.67) one obtains the equations of the Thomas-Fermi
model.

The practical value of condition (3.70) becomes evident when computations
are performed in a wide range of temperatures T' and densities p [145]. In this case
if one does not require that the thermodynamic consistency condition be satisfied,
then for some values of T" and p discrete energy levels may pass through e = g,
which results in a sharp change in thermodynamic functions. This is particularly
strongly manifested for the pressure, which is the derivative of the free energy. Such
an irregular behavior of thermodynamic functions has no physical interpretation
and is caused only by the application of various approximations in the model for
€ > go and € < g9. When condition (3.70) is satisfied such incorrect behavior
is eliminated and the behavior of the thermodynamic functions becomes regular.
Figure 3.11 shows examples of isotherms of the electron pressure of iron, calculated
with and without employing equation (3.70).

For relatively small densities of matter the quantity €y can be determined
not from equation (3.70), but from the condition A(gp) =~ 0 (see (3.69)). From
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P, TPa

10
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1 2 5 10 20 p, g/cm?®

Figure 3.11: The electron pressure for iron in the HFS model (cf. § 6.4) with
temperature T = 10 eV and different densities; for the continuous curve gy was
calculated with the help of equation (3.70), while the dashed curve was computed
foreg =0

this last condition it follows that (g9 — p)/0 > 1, and using formula (3.66) we
conclude that the average occupation numbers of the levels with energy ¢, > g
are such that n,, < 1. In this case, as we have seen in Subsection 3.1.3 for iron with
T =100 eV and p = 0.1 g/cm?, the choice of different values of the parameter gg
has practically no influence on computational results.

Thus, based on the variational principle used in this chapter, we succeeded
in refining and generalizing the Hartree model introduced in §3.1. The resulting
Hartee-Fock-Slater self-consistent field model for the average atom has a consid-
erably wider domain of applicability than the Thomas-Fermi model. Let us add
that starting with the Hartee-Fock-Slater model for the average atom and using the
one-electron wave functions to construct a basis for the wave functions of many-
electron ions one can refine the model further when considering the individual
states of ions in plasma.



Chapter 4

The Hartree-Fock-Slater model
for the average atom

The approaches formulated in Chapter III allow one to obtain different mod-
els of matter, and then refine them according to the necessities. At high tem-
peratures good results are given by the simplest approach of the average atom, in
which the self-consistent potential is calculated for an ion with average occupation
numbers of the energy levels together with the free electrons in the charge-neutral
spherical cell. If the dimensions of the ion cores are small compared with the
distances between ions, then the average-atom model allows one to obtain, in a
relatively simply manner, the degree of ionization and the equation of state of a
substance. In the description of photon absorption processes, which require the
consideration of concrete (individual) states of ions, this can be done, in the first
approximation, by resorting to perturbation theory [45].

Further refinements of models of matter are connected, first, with refining
the description of individual states of ions and, second, with accounting for their
interaction at high densities by employing boundary conditions of periodic type.

4.1 The Hartree-Fock-Slater system of equations in a
spherical cell

4.1.1 The Hartree-Fock-Slater field

The system of equations (3.65)—(3.67), (3.70) allows us, in principle, to obtain
the wave functions 9,(g) for a given position of the nuclei and given value of
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the chemical potential p, which is determined from the condition of charge neu-
trality of the system of electrons and ions in matter. However, to actually carry
the calculations for the original system of equations is clearly impossible. For that
reason, as in the Thomas-Fermi and Hartree models, instead of the potential V (#)
for a given position of the nuclei one usually looks for the average potential near
the nucleus in question, averaging V (7) over the different positions of the other
nuclei. If there is no preferred direction, it is natural to consider that the average
potential is spherically symmetric. Assuming that in the average-atom approxima-
tion the one-electron states with opposite directions of the projection of the spin
are occupied in identical manner, in formulas of Chapter III we can carry out the
summation with respect to o, which leads to replacing ¢ by 7, dg by 2d7 and p(q)
by p(7) /2.

The Schrédinger equation in a central potential V' (r) admits for a given value
€4 = € the particular solutions

g 1 m
\IJsfm(T) = TREZ(T)(_U Yem(WP% (4.1)
where the radial function R..(r) satisfies the equation
1 0+1
2R+ | v+ Y Bt = 2R, (12)

For r = 0 the radial function must satisfy the boundary condition R.,(0) = 0.
To formulate the conditions on the boundary of the average atom cell one can
proceed in different ways. Let us consider first the case of high temperatures and
relatively small densities, when the ion core takes only a small part of the atom
cell and the states of the electrons in the so-called intermediate group are practi-
cally not occupied. In this case the boundary conditions for » = r¢ are imposed
for the bound and free states exactly as in §§2.2, 2.3. Such an approach allows
one to carry out computations of Rosseland mean opacities, spectral absorption
coefficients and equations of state in a wide range of temperatures and densities
within the Hartree-Fock-Slater model, using the computational algorithm of the
Hartree model presented in Subsection 3.1.2. To do this, it suffices to add the
exchange correction Vex(r) in the formula (3.9) for the potential V().

Let us write the Hartree-Fock-Slater system of equations for the average
atom in the case of high temperatures and low densities. For the electron density
p(r), the contribution of bound states with e < gy will be calculated using wave
functions; for the remaining states we will use the semiclassical approximation:

p(r) = p1(r) + pa(r), (4.3)

where

1 2(20+1
pr)=, > > NuR%(r), Nuo= ( ) (4.4)

ene<€o 1+ exp (577,@9 M)
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pa(r) = (20)°% Yl dy (4.5)

2 b
2m I b exp <y V(r)9+u>

V(r)eJr €0 } .

The chemical potential u is determined from the condition of charge neutral-
ity of the average atom cell:

Yo = Yo(r) = max {0;

4 | p(r)r?dr = Z. (4.6)
/

The potential V(r) includes, in addition to the Coulomb part V.(r), the
exchange correction Vey(r):

Vi(r) = Ve(r) + Vex(r), (4.7)
where ) )
Ve(r) = f — 4 i/r/zp(r/) dr/+/r'p(r/)dr’ , (4.8)
0 T
molr r 02 (r -1/3
Vix(r) = pg( ) [1+5.7 Zg/g +7 pg(g)} . (4.9)

The effective boundary of the continuum ¢g is determined from the thermo-
dynamic consistency condition (3.70):

Si;{rz /[max {0.00 + VP22 dr =) 220 +1) (ene < 0)- (4.10)
0

n,f

Compared with the Hartree model considered earlier, the Hartree-Fock-Slater
model incorporates exchange effects and has the advantage that the additional
condition (4.10) allows one to choose an optimal—from the point of view of the
volume of computations and the resulting accuracy—value of ¢y, because when g
is decreased the volume of computations decreases as well, though the accuracy
may worsen. Condition (4.10) also enables one to calculate more correctly the
thermodynamic functions of matter, which are derivatives of the thermodynamic
potential Q.

In the low-density approximation considered here, the thermodynamic con-
sistency condition (4.10) will be satisfied whenever ¢ satisfies the inequality

Ene < €0 < Ent1,0r (4.11)
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for some value of n = n,.x and arbitrary £ < n, £/ < n + 1. This follows from the
fact that the left-hand side of equation (4.10) is a smooth monotone function of &,
whereas the right-hand side depends on ¢q in a step-like manner (cf. Figure 3.10).
Hence, for g¢ in the interval (4.11) equation (4.10) always has a root. Note that
in addition to (4.11), it is necessary that N,; < 1. In the computational process
the selected value n = nyax does not change.

To simplify formulas we have considered the nonrelativistic variant of the
HFS model. The relativistic approximation is readily obtained if for the density
of the bound electrons one uses the equations (3.13) and (3.15).

Table 4.1: The energy levels €,¢; in eV and the average occupation numbers Ny;
according to the relativistic Hartree and Hartree-Fock-Slater models for an iron
plasma with temperature 7' = 100 eV and density p = 0.1 g/cm?

lenes] Nnej
i Hartree HFS  Hartree  HFS

1/2 7194 7534 2.000 2.000
1/2 1142 1247 1.991 1.997
1/2 1031 1144 1.972 1.991
3/2 1020 1132 3.937 3.979
1/2 379.6 395.9 0.188 0.215
1/2 346.3 363.1 0.139 0.160
3/2 344.7 361.0 0.273 0.313
3/2 296.3 313.6 0.173 0.201
5/2 296.0 313.1 0.259 0.300
1/2 168.1 171.7 0.025 0.025
1/2 155.0 158.8 0.022 0.022
3/2 154.5 158.2 0.043 0.044
3/2 136.5 140.5 0.036 0.037
5/2 136.4 140.4 0.054 0.056
5/2 128.9 127.0 0.050 0.049
7/2 128.8 126.9 0.067 0.065
1/2 81.31 82.37 0.010 0.010
1/2 75.01 76.24 0.010 0.010
3/2 74.79 76.00 0.020 0.020
3/2 66.18 67.57 0.018 0.018
5/2 66.12 67.51 0.027 0.027
5/2 62.26 61.17 0.026 0.025
7/2 62.24 61.14 0.035 0.034
7/2 60.49 58.29 0.034 0.033
9/2 60.47 58.28 0.043 0.041
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Table 4.1 lists energy levels and average occupation numbers calculated in
the relativistic variants of the Hartree and Hartree-Fock-Slater models for an iron
plasma with temperature 7' = 100 eV and density p = 0.1 g/cm?®. The table shows
that in the present case accounting for the exchange effects leads to a change of
about 15% in the average occupation numbers for the first nonfilled shell with
n = 3. The average charge of the ion in the Hartree model is Zy = 14.06, while in
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the Hartree-Fock-Slater model it is Zy = 13.85.

4.1.2 Periodic boundary conditions in the average spherical cell
approximation

When the density of matter is increased, a certain number of electrons may oc-
cupy states of the intermediate group (see §2.1), and so in the general case one
has to take into account the band structure of the energy spectrum of electrons.
The bands were approximately accounted for in the average-atom model by B. F.
Rozsnyai [188] via two boundary conditions, which define the widths of the bands:

Rille) (ro) =0 for the lower edge of the band,

d (R7(r)
dr r

In addition to conditions (4.12), we need to know the distribution of electrons
over energies within the band, i.e., the density of states, which we will denote by
w(e) (see §2.3). In [188], in addition to (4.12), it was assumed that

(4.12)
=0 for the upper edge of the band.

T=To

_dNG)
= L
where ¢; is the lower edge of the band.

The approximation (4.12), (4.13) is valid only for sufficiently narrow bands,
i.e., when their width is considerably smaller than the distance between neigh-
boring levels. In the case of wide bands this approximation may lead to incorrect
results for the position of the bands, as well as for their occupancy (see [152]).

More precise results are provided by an approach based on the Wigner-Zeitz
cell method, well known in solid state physics [239, 110]. The utilization of this
approach is justified for sufficiently high densities. Let us remark that for small
densities the results are practically independent of the boundary conditions ob-
tained in this manner, and hence these conditions can be used for all values of
the temperature and density. If the calculations yield a band width that is much
smaller than the distance between energy levels, then such states can be regarded
as discrete.

Since the physical conditions do not change from cell to cell, in the formula-
tion of the boundary conditions corresponding to the average potential V (r) it is
natural to start from the assumption that the structure is periodic in any distin-
guished direction and take as boundary conditions for the electron wave functions
U, (7) the conditions resulting from translational symmetry. For r = ry we have

w(e) Ve —e1, (4.13)

T ()] = [P (=) .
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It follows that
Uo(F) =™ @ o(7),

where k is an arbitrary real constant vector (quasi-momentum) and ®_z(7) is a
periodic function. From the periodicity condition for the function ®_; () and the
continuity of its derivative we obtain the boundary conditions for the function
U, (7) (see also [170, 223]):

e kTP (F) = e*T W, (—7), if || = ro,
(4.14)
—iiw O - ik O - e 1=
ek 8T\Ila(r):—ek 6T\I/a(—7")7 if |7|=ro.

The effective reciprocal cell in E—space is also spherical in this approximation,
and its volume is equal to (2m)%/ (37rd). It follows that the quantity |k - ro,
henceforth denoted by k, can take values in the interval

1/3
9
nggk;():(;) ~ 2.418.

We will seek the wave function ¥, () for a given value of k as a superposition
of functions (4.1), setting e = ¢(k) and taking into account that the projection
m of the orbital momentum ¢ on the z-axis is conserved (here it is convenient to
direct the polar axis z along the quasi-momentum vector E)

Uo(F) = > i Ao (B) Veprm (7). (4.15)

£=|m|

Here the symbol a = ném denotes the set of quantum numbers that determine the
state of the electron for the given value of k (the numbers n and ¢ determine the
energy level to which the band shrinks when the density of matter is decreased,
see below); the factor i’ is introduced to make the coefficients A em ¢ (k) real.

As computations have shown, the coefficients A,¢m ¢ (k) in the expansion
(4.15) decrease when ¢ increases (see, e.g., Table 4.2). In practice one can neglect
the electron states with orbital momentum ¢, for which there is no classical domain
of motion within the limits of the average atom cell. Accordingly, in what follows
we shall take ¢/ < £ ax.

The wave functions ¥, (7) are normalized as usual

|V, (7)|? dif = 1.
(I7l<r0)

This condition can be satisfied by requiring that
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Table 4.2: Dependence of the coefficients A, ¢, ¢/ (k) on £ for various values of k.
The results are shown for iron in the TF potential with 7= 0 and p = 7.85 g/cm?

(m=0,n=4, {=2)

k
A 0.000

0.000
0.000
1.000
0.000
0.000
0.000
0.000
0.000
0.000

OO ULk WD~ O

To

/Rge,(r) dr =1,

0

0.500

—0.081
0.390
—0.890
—0.190
0.017
—0.001
0.000
0.000
0.000

1.000

-0.270
0.620
—0.660
—0.330
0.065
—0.008
0.000
0.000
0.000

Lmax

1.500

0.490
—0.660
0.400
0.380
—0.130
0.030
—0.005
0.000
0.000

2.000

0.720
—0.530
0.170
0.360
—0.190
0.067
—-0.017
0.004
0.000

Z Arzlfm,f’ =1

£'=|m|

2.418

0.900
—0.084
0.170
0.330
—0.210
0.092
—0.028
0.009
0.001

The coefficients Ay pm ¢ (k) can be found from the boundary conditions (4.14).

In the manipulations below we will use the fact that

T (=) = "

Raé’ (T)}/f’m(ﬂ- - 79’ m+ 90) =

(_1 £ +m

Ral’ (r)}/@’m(ﬂ7 30)'

Substituting the expansion (4.15) in the conditions (4.14), multiplying the result

by i’ Y. (9, ¢) and integrating over the angular variables, we obtain

Lmax

Z Anﬂm,e”(k)amf’e”(k)gé%” (5) =0 (él = |m|, |m| +1,... 7£max)7

£"=|m]|

where

gzll// (6) =

The coefficients

d
dr

ngu (7“)

Ry (ro),

)

T

)

=T

if ¢/ is odd,

if ¢' is even.

ameer (k) =i = / Yorm (9, 0)Yiin, (0, @)e =57 40

(4.16)

(4.17)

(4.18)

can be expressed in terms of the Clebsch-Gordan coefficients by decomposing
e~ cos¥ into spherical harmonics [220] (see also Subsection 4.2.2).
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The system (4.16) has nontrivial solutions if its determinant is equal to zero.
This condition yields the possible values of the energy e, (k). Since for k=0 we
have

aml’l” (0) = 5[/[//7

equation (4.16) with k=0 will be satisfied if Ry (r9) = 0 (when ¢ is odd) or
d(r’lREg/(r))/dr)L:TO = 0 (when ¢ is even) for some ¢’ = ¢ (and then we have
Apem e (0) = dgp). The values of e that satisfy these conditions will be denoted
by ene, where n is the principal quantum number, corresponding to the fact that
function Re¢(r) has n — £ — 1 zeroes in the interval (0,79). In connection with this
the quantum numbers n and ¢ determine the energy &,,, which corresponds to the
edge of the band at k = 0. It is precisely these quantum numbers that define the
discrete level to which the band shrinks when the density is decreased.

4.1.3 The electron density and the atomic potential in the Hartree-
Fock-Slater model with bands

For given values of n, £ and m, the number N (e, k) of electrons found in states
ranging from k to k-+dk is equal—up to a normalization constant—to N (¢)4nk? dk,

where
2

N(e) =
e

€—p

e =¢enm(k).
9) € =¢€pe

Recalling the normalization in the E—phase space, we finally obtain

N(e, k) = N(e) (Z’;)j:g.

Since €pem = €ne,—m and Appem.e = Ape, —m,e, it is sufficient to carry out the
calculations only for m >0.

Thus, in order to approximately account for the band structure of the energy
spectrum of the intermediate group of electrons it is necessary to modify the HFS
model introduced in Subsection 4.1.1. The calculation of the energy spectrum and
wave functions by means of formulas (4.15), (4.16) is done for values of the electron
energy € < go. In the calculation of the electron density p;i(r) the summation
over bound states is carried out according to formula (4.4). Summation over the
states of the intermediate group must be replaced by summation over the quantum
numbers n, £, m, ¢ and integration over the quasi-momentum k. The formula
for p1(r) takes on the form

3k2 dk
P1 (7") 4777“2 Z Nn[Rn@ Z N nhn é’ )Rsé/( ) kg

n, ném@’

(4.19)
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Here in the first term in the square brackets summation over n, £ is carried out
over the bound states with energy &, < 9. The summation over n, ¢, m, ¢ and
the integration over k in the second term is carried out for the intermediate-group
states with energies e,0m (k) < £.

The formulas for pa(r) and V(r) remain the same as above (see formulas
(4.5)—(4.9)), whereas equation (4.10) for the determination of €y becomes some-
what more complex:

T0 ko
83{72 / [max {0, 0 + V (1)} 2r2dr = S 220+ 1) + Y / Gk,jgdk' (4.20)
0

n,f n,t,m 0

Here, as in (4.19), summation over the quantum numbers nf, ném and integration
over the quasi-momentum k are carried out over states with energy ¢ < €.

4.1.4 The relativistic Hartree-Fock-Slater model

To account for relativistic effects, instead of the Hamiltonian (3.18) of the electron
system we follow I. P. Grant’s work [74] and consider the Hamiltonian

R —~ 1 1 ~ ~ ~
_ D - .
H= 2 HP + > [I“ . +Bm} + Hem + Hing, (4.21)

where

The corrections Hem and Hmt are connected with the effects of vacuum polarlza—
tion and interaction with the radiation field. Also, p = —iV and the operators @
and [ can be expressed in terms of the Pauli matrices & (see Appendix, §A.2).

The utilization of the one-particle approximation in relativistic quantum the-
ory runs into serious methodological difficulties, since, rigorously speaking, the
concept of a single particle in a relativistic system with interaction cannot be
defined. Nevertheless, by introducing additional approximations one can use a
one-particle approximation analogous to that considered in § 3.2. In this approach
the multi-electron wave functions are represented as an expansions in one-electron
wave functions with determined values of the total momentum j and its projection
m on the z-axis.

To obtain Hartree-Fock-Slater equations incorporating relativistic effects it
is necessary to proceed in much the same way as in Chapter III, replacing the
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operator —(1/2)A by —icaV 4 ¢2f3, in accordance with (4.21). In the rather crude
approximation of the average atom it does not make sense to introduce corrections
connected with magnetic interactions (the Breit corrections Bj;), or the polariza-
tion and radiative corrections. If necessary, these corrections can be incorporated
in the framework of perturbation theory when computations of detailed character-
istics of an atom are carried out, for example, in the computation of the positions
of spectral lines.

Proceeding as indicated, the equations of the relativistic Hartree-Fock-Slater
model are derived from the equations (3.63)—(3.67) upon replacing the Schrédinger
equation by the Dirac equation

[—icaV + 23— V()| v (a) = tu(a), (4.22)

where the symbol v stands for the set of quantum numbers n, ¢, j, m and v, (q)
is a 4-component spinor. For n, one has the same formula (3.66).

The distribution function n(q,p’) of the continuum electrons also becomes
relativistic; however, in it, as in the exchange term, we will neglect relativistic
effects, since the influence of the latter on these quantities are small.

According to (A.41)-(A.42), in a spherical cell we have

Fhgj(r) ng,ms Cg:; L, i“(=1)me Yom, (9, 0)Xsm, (0),
wnéjm(q) =

" DG () S, O (1) Yy (9, 9) Xema(0),

MyryMs™ £y, ; mg

where Fy,0;(r) and G,;(r) are the large and respectively the small radial parts of
the wave function, j is the momentum quantum number of the electron and m is
the projection of j on the z-axis (( =j+1/2, ¢ =2j— 0, k= -0 +1)/2).

As a rule, in computations one can solve the Dirac equation for the inner
shells, where relativistic effects are the most significant, while in the remaining
cases it is convenient to use the Pauli approximation [49]. This allows one to use
the same method for imposing periodic boundary conditions as in Subsection 4.1.2.
Indeed, in the Pauli approximation for the radial parts of the wave functions, like
in the nonrelativistic case, one solves the Schrédinger equation by incorporating
relativistic corrections in the potential V(). To deal with the inner electrons,
for which one uses the Dirac equation, one can consider that the relativistic one-
electron energy levels are discrete and neglect the band structure of the spectrum
for these levels.

Following the approach described above, for the inner shells the Schrodinger
equation (4.2) is replaced by the Dirac equations

anf (T) K 2
d; = Frei(r) + « 02 +eneg + V()| Gugj(r),
(4.23)

) K Gy ) = 0y + V)] P 1),
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where k = —2(j — ¢)(j + 1/2). For higher levels, among them the states of the
intermediate group, one applies the Pauli-type approximation (see [49], Chapter
7):

LL+1)
+ 2r2

Vo(r) = {[er v - V'(’"l)iig(gg Ry((:))] /21/ 7] } (4.25)

Rgg(’l“) = EREg(’I“), (4.24)

4.2 An iteration method for solving the Hartree-Fock-
Slater system of equations

4.2.1 Algorithm basics

In practice it may be required to carry out computations of the equation of state
and the photon absorption coefficients in a wide range of temperatures and den-
sities (about 5001000 (7', p)-cases for each substance). Therefore, it is very im-
portant to construct an efficient algorithm for solving the system of equations of
the Hartree-Fock-Slater model or of its modifications considered in §4.1.

In the solution of the Hartree-Fock-Slater system of equations the iteration
process that computes the successive values V(*)(r) is similar to the iteration
process used to solve the Hartree system of equations, described in §3.1. Let us
mention some specific aspects of the computations.

The computations with no accounting for the band structure present no diffi-
culties, and the efficiency of the computational algorithms is not inferior to that of
the algorithms for the Hartree model. For very small densities one has to pay some
attention to the choice of the grid; however, the computations can be simplified
considerably if one resorts to the uniform electron density approximation for the
electrons of continuum (see Subsection 4.2.4 below). The most labor-consuming is
the computation of the band structure of the energy spectrum and wave functions
for the electrons of the intermediate group of states. The corresponding algorithms
will be described in detail in Subsection 4.2.2.

An important factor for the convergence of the iterations for the potential in
the Hartree model, as well as for the Hartree-Fock-Slater system of equations is the
condition of preservation of charge neutrality of the average atom cell throughout
the iteration process. An analogous role in the convergence of iterations is played
by the supplementary condition (4.10) for determining ey (or condition (4.20 for
the variant of the model that accounts for the band structure). The role played
by these conditions in the convergence of the iterations becomes clear in the case
of small densities. In particular, it turns out that the number of discrete levels
intervening in formula (4.4) must not change in the iteration process.
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4.2.2 Computation of the band structure of the energy spectrum

In the approximation adopted above, the band structure of the energy spectrum
of electrons in matter, i.e., the dependence of allowed energy values € on the quasi-
momentum k, is determined, for given n, ¢ and m, from the condition that the
system of equations (m > 0)

Lrax

Z Aném,é”amé’é“ (k)ge/e// (5) = O (E/ =m,m =+ 17 ey gmax) (426)

'=m

admits a nontrivial solution A, . Such a condition is that the determinant of
this system be equal to zero

D(k,e(k)) = det ||amer e (k)gere ()] = 0. (4.27)

Before we look at a method for calculating e(k), let us describe the process
of computing the quantities ameer (k) and gp (). To compute the coefficients
amere (k) by means of formula (4.18), we use the expansion of a plane wave into
Legendre polynomials, which yields

—tk cos ™ c- y
e \/Qk g;%(‘ﬂ)L(QL'+]Jfﬁicosﬁ)JL+ﬂ/2(k% (4.28)

where Pp(x) are Legendre polynomials and .Jy /5 (k) are Bessel functions.
Substituting expression (4.28) in formula (4.18) we obtain

T L4 —¢’
amerer (k) = \/2k XL:(—U 2 (2L + l)JL+1/2(k)Dm€’€”La (4.29)
where
Dm[/g//L = /PL(COS 19)Y?;m(19, @)n//m(ﬁ, (p) dQ2 =

(2L 4+ 1)(20" +1) -
\/ (2€?+ 1) ) Ciooé”OCLO 'm-

Formulas for Cﬁ%,/m can be found, for example, in [220]. In the computation of
Do, one replaces n! by the preliminarily computed numbers n!/10™, which
accelerates the computations and allows one to avoid operating with very large
numbers.

For the summation over L in (4.29) it is better to go from higher to lower
values of L, starting with L = ¢ + ¢”. This choice of summation order reduces
the computational errors, since the terms of the series (4.29) decrease when L
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increases. In this connection, for the calculation of the Bessel functions Jp,q/2(k)
it is convenient to apply the recursion relation

2n+1
Jn—1/2(k) = k

The calculation using (4.30) is stable against round-off errors. To be able to apply
relation (4.30) one needs to know the values of J;q/2(k) for L = ¢ + ¢" and
L = /¢ +¢" — 1. The latter can be computed by using series expansions for the
Bessel functions. Note that, for large L and k < 1, the quantity J74/2(k) may
be negligibly small, because for small &k

Tny1j2(k)=Jnyza(k) (n=C+0"=1,0+40"=2,...). (4.30)

RN @4
Tutjak) = (2) VT (2L +2)!

In this case formula (4.30) is applied for L < Ly < ¢/ +¢”, and the values of
Jr41/2(k) for L > Lyax are taken to be zero (the value of I = Lyax is determined,
for example, by the condition Jy 41 /(k) <1072 ).

When one solves the Hartree-Fock-Slater system of equations it is necessary
to know how to compute the wave functions R.¢(r) and their derivatives R.,(r) in a
wide range of values of ¢ and ¢. To compute R.(r) we use quadratic interpolation
with respect to energy, based on the wave functions computed earlier on some
mesh with respect to €. To choose the mesh we use the results of the computation
of e(k) in the preceding iteration. Thus, if the previously computed energy values
5(3)(k) of the s-th iteration with respect to the potential obey the inequality

e <D <47,
then to carry out the (s + 1)-st iteration we choose the mesh values ¢; so as
to guarantee sufficient accuracy in the interval (a(ls) - Ae,slgs) + Aeg), where one
denotes Ae = 0.1|€,()S) - 5518)|.
(0)

For the first iteration, the values €, ’ and €; ’ are determined using the bound-

ary conditions in the approximation (4.12) and the phase method for solving the
(0) (0)
€a b

(0)
b

Schrodinger equation (see Appendix, §A.5). One of these two values ( or e

depending of the orbital number ¢) coincides with 551()@)m(0).

As ¢ grows, the dependence of the wave functions R.¢(r) on the energy e
becomes simpler, and consequently for large £ it is reasonable to use simpler for-
mulas. As it turns out, in this case linear interpolation with respect to energy
provides sufficient accuracy.

To compute the allowed energy values €,¢,,(k), i.e., to solve equation (4.27),
the secant method proved to be the most efficient. The determinant D(k,¢) was
calculated by the Gauss elimination method with choice of the principal ele-
ment [222]. The high efficiency of the method was achieved thanks to the simplicity
of the computation of the determinant D(k,¢) as a result of using the previously
computed coefficients a,,¢ ¢ (k) and the availability of simple interpolation formu-
las for Reo(r).
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4.2.3 Computational results

Table 4.3 lists values of residuals in the computation of the Hartree-Fock-Slater
potential for aluminum with density p = 0.271 g/cm® and various values of
the temperature. The residual was calculated by means of the formula A® =
max [VE (1) — F[VE) (1)]| (compare with (3.11)). For the temperature T = 1 eV

and the same density (p = 0.271 g/cm?), Figure 4.1 shows the graphs of the po-
tential V(*)(r), multiplied by the radius 7, for the iteration number s = 0,1,2,....

Table 4.3: Residual in the iterations for the Hartree-Fock-Slater potential for alu-
minum with density p = 0.271 g/cm® and various temperatures: T'= 0 and T =1;
10; 100; 1000 eV

s T=0 T=1eV T =10 eV T =100eV T = 1000 eV
0 7.996-10"1 8.391-10"1 1.108-10°  3.229-10"'  1.099- 10!
1 2337-100! 2229-10-! 3.438-10' 3.005-10"2 1.916-102
2 5.506-1072 4.537-1072 8.002-1072 6.754-10"3%  1.022-10~*
3 2403-1072 2.409-10"2 2.850-1072 2.429-10~3  1.372-10"°
4 1.030-102 9.990-10~3 1.449-10"2 1.728-10~* 6.851-10"7
5 5.548-1073 5.032-1073 7.691-10"3 4.129.10°°

6 2.281-1073 2.220-10~2% 3.967-10"3 1.175-106

7 9.943-107* 1.087-1073 2.015-1073

8 5.050-10~* 4.865-10"* 1.016-10"3

9 2425-107% 2.516-10~% 5.093-10%

10 1.176-10% 1.116-10~% 2.547-10~%

11  5.127-107°5 5.300-10~° 1.272-10~%

12 2.572-1075 2.429-10~° 6.350-10"°

13  1.210-1075 1.268-10~° 3.171-10"°

14 6.434-107% 6.124-10"% 4.524-10-6

V() (r)
12

10

0 0.5 1 1.5 2 T

Figure 4.1: Successive iterations of the potential 7V (*)(r) for aluminum with tem-
perature T = 1 eV and density p = 0.271 g/cm?
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e(k) : —  e(k) 3p0 e(k)
3pl
0.4 oa| 71 ’ 0.4 5d2
' ' ' T=10 55
0 350 0 0
T=10 3d0/ 3d2
—0.4 —0.4 % -04 T = 100
3s0 3p0
—08| T=100 —— g3 —0.8
0 1 2k 0 i 2k 0 i 2k

Figure 4.2: Dependence of the allowed energies (k) = epm(k), in atomic units,
on the quasi-momentum k for aluminum with density p = 2.71 g/cm?® and tem-
perature T'= 10 eV and 7' = 100 eV

Practically, already the third iteration yields values of the potential close to
the solution. A high accuracy (A* < 107°) is required only for low temperatures
in the calculation of internal energy of matter, which in this case is determined by
a difference of large quantities.

Figures 4.2 and 4.3 display results of the computation of allowed energies
€nem (k) for aluminum for various temperatures and densities. As one can see from
these figures, the computation of the band structure is necessary only for high
densities and low temperatures.

This is particularly transparent in Figure 4.4, which shows the upper and
lower edges of the allowed energy bands for aluminum, i.e., min,, y €nem (k) and
mMaXy, k Enem (k), in their dependence on the density p in g/cm?®. The computations

e(k) : — e(k)

3p ‘ I
6 6\
4 p=271 4 p=27.1
2 2M
3d 3p =3 |
O’XW—/“ of 2p
S e ——————
—21 2p -2y 2
2s
4 1 2 k 40 1 2k

Figure 4.3: Allowed energy values e(k) = €4, (k) for aluminum with temperature
T =1 eV and densities p = 2.71 g/cm?® and p = 27.1 g/cm?®
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e(k)

100
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-1 ‘ ‘ ,
%0 1 10 100 p, g/cm?®

Figure 4.4: Dependence of the upper and lower edges of the allowed energy bands
for aluminum (miny, j €nem (k) and max,, i €nem (k), in atomic units) on the density
pin g/cm? at temperature T = 0

were carried out for temperature T = 0. When the temperature is increased the
bands shrink rapidly, and the corresponding levels become discrete.

4.2.4 The uniform-density approximation for free electrons in the
case of a rarefied plasma

For low densities of matter practically the entire average atom cell is filled by
a homogeneous gas of electrons and in order to calculate self-consistent atomic
potential one needs to use special grids, sufficiently fine near the nucleus for r < 7,
where 7 is the dimension of the ion core, and less fine in the remaining domain 7 <
r < ro (where rq is the radius of the average atom cell). Utilization of special grids
complicates the computational scheme and require a persistent error control, which
makes massive computations difficult. Moreover, the constraint on the density is
not removed. Therefore, it is reasonable to use approximate analytic solutions
which are valid in the present case.

Considering that in a plasma with small density the free electrons are uni-
formly distributed far from nuclei, we set the density of electrons p(r) for r > 7
equal to a constant value p(r) = p = p(7).

The magnitude of 7 is determined by the degree of ionization of the plasma
and the occupation of the ion shells. One can set approximately (see (A.36))

i 2"?%)(7
Zy
where nyax is the principal quantum number of the last partially filled shell and
Z is average ion charge.
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Near the ion core, i.e., for r < 7, the distribution of electrons and the self-
consistent potential will be calculated by means of formulas (4.3)-(4.9). In the
domain r > 7, using the constancy of the electron density, we have

V(r) = Ve(r) + Vex(r), 7<r<rq, (4.31)
where ,
4 pr 3r 1(r
clr) = 1- : 4.32
Ve =57, 2r0+2<r0>] (4.32)

The exchange correction Vey is calculated using formula (4.9) with p(r) = p.
Thus, we must find the solution of the Hartree-Fock-Slater equation only for
r < 7, taking into account the fact that in this domain

/47rr2p(r) dr=2-17,
0

where Z = 4 (rg — 7#)p/3.

Expressions (4.31) and (4.32) will be used below to calculate matrix elements
at low densities whenever we need to know the electron density and the atomic
potential in the entire atom cell.

4.3 Solution of the Hartree-Fock-Slater system of
equations for a mixture of elements

4.3.1 Problem setting

For a mixture of N components with mass fractions m; (i = 1,2,...N) at a
specified temperature 6 and average density p, the radius of the average atom cell
of the i-th component is given by the formula (see Subsection 1.3.1):

Az’ 1/3
Toi — 1.388 < ) y
Pi

where p; is the intrinsic density and A; is the atomic mass. The concentration of
the i-th component (relative fraction of ions) is

- m;/Ai
o Zml/Al
By formula (1.48),
NN N L N
Z ' = Zmi, or Z ‘3. = (1.388)3 Zmi. (4.33)
- P P oA Pis
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Furthermore, we must require the equality of the chemical potentials or elec-
tron pressures for each of the components in the mixture. Note that for sufficiently
high temperatures and not too large densities it suffices to require the equality of
chemical potentials, and then other equilibrium characteristics, namely, the elec-
tron pressures and the electron densities on the boundaries of the atom cells will
also coincide.

To simplify the exposition, we will consider the equations for a mixture and
the computational algorithm for the case of relatively low densities, for which it is
not necessary to impose the periodicity conditions (4.14). At the same time, the
conditions for the applicability of the cell approximation must be satisfied, i.e.,
the degree of ionization must be sufficiently high.

In each cell the calculation of the potential V;(r) for the i-th component of
the mixture is done using the electron density

pi(r) = p1i(r) + p2:(r), (4.34)

where

1
pri(r) = Z Py Nneji [Fﬁej,i(?“) + Giéj,i(T)] (entji < €0i)s

n,l,j
() = (29)3/27o y'/2 dy
p27, r)= 271_2 ‘/;(/r) +,LL1 I
vo: 1+exply— 0
27+1 Vi i
anj,i = ]€+ o\ Yoi = max {07 Z(T)0+ coi } .
1+ exp ( "2“9 /"LZ)

The wave functions Fj,p;;(r) and Gpej(r) and the energy values e, are
obtained by solving the Dirac equations (4.23) with the potentials V;(r) defined by
formulas (4.7)—(4.9), in which one uses the electron density p;(r) and the nucleus
charge Z; for the i-th component of the mixture.

Moreover, for each average atom cell the charge neutrality condition is sat-
isfied:

Zi — Zoi(i) = Z Niej,i(pi)  (Eneji < €0i), (4.35)

n,t,j

where
T0i

Zoi(ui) = 471'/[)21;(7’)7“2 dr.
0
The thermodynamic equilibrium conditions read

pi=pg=p  (@#7)
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In the low-density approximation considered here the thermodynamic con-
sistency condition (4.10) will be satisfied provided that the quantities €y, obey for
some n = Nmax,; the inequalities

En,i < €0i < En+l,is

where

> Nutji€neji
£,5
Eng =

’ > Nosji
%

and the numbers n are such that N, ; =) Np¢; < 1 for all components of the
£,j

mixture (i = 1,2, ..., N). The chosen values npax; remain the same throughout

the computational process (see Subsection 4.1.1).

4.3.2 TIteration scheme

As in the case of a substance consisting of atoms of a single element, for a mixture
of elements (see (4.33)—(4.35)) the unknowns of the Hartree-Fock-Slater system of
equations include, in addition to V;(7), pi(7), €neji, i = p, the radii ro; of the
cells, which complicates the problem considerably.

The HFS system of equations for a mixture can be solved by calculating
the self-consistent potentials for each element of the mixture, and then ensuring
that the chemical potentials coincide. This may be achieved by using interpolation
of preliminarily calculated tables for single elements. Such a scheme, however, is
not economic enough, since the volume of computations grows rapidly with the
number of components in the mixture.

A more economical scheme can be obtained if, at each iteration carried out
to compute the self-consistent atomic potentials, one simultaneously adjusts the
values of the radii ry; so that when the self-consistent potentials for the elements of
the mixture are obtained, their chemical potentials will be simultaneously adjusted
as well [160].

In constructing the iteration scheme we will start from the requirement that
the charge neutrality condition (4.35) be satisfied during the iteration process.

Starting with given values réf) and Vi(s)(r), we can compute the corresponding
(s)

i Before we calculate the new electron densities and the new

atomic potentials V;(SH)(T), we will find new values of r(()jﬂ) that are closer to

the sought solution, the way we did in the Thomas-Fermi model (see §1.3).
Let z; = r3;; then for any values of z; that we may choose the charge neu-
trality condition (4.35) and condition (4.33) must be satisfied, i.e.,

energy values €

BZ(/J,Z7£L'1)+ZOZ(/.L“(E1) _Zi :0, 1= ].72,...“7\[7 (436)
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N
mi
> (1.388)° § mi =0, (4.37)
where
Yz S
2(26 3/2 1/2d
g 0 1 ‘/7, (T) + Hi
) Lremy— "y

\ v (s)
yéi) = max {O; ! (T; o ,

Bi(pi, i) = Z N7zej,z'(5£fe)]-,i, ) (553“ < 583))7 (4.39)
ntlj
2j +1
Nnéj,i(ga M) =

1+ exp <€ ; H)
()

Since the potentials Vi(s)(r) are calculated for r < r;,’, in order that the
expression (4.38) be defined for all z;, we put Vi(s)(r) :V(S)(r(()?) for r > r(()?.

We shall solve the system (4.36)—(4.37) in the hnearzapproximation, expand-
ing B; and Zy; near x; = T; = (r(()‘:))?’ and p; = fi;. The quantities Z;, ji; satisfy
the equations (4.36), (4.37) for the given V,*)(r), ;Se)]w (), but fail to satisfy
the equality of chemical potentials for all elements in the mixture. In the linear
approximation we have

o 0B; _ JB; _
Bi(,U/i,fL'i) = Bi(:ul’ ml) + a,u1 (M’L - lul) + aIZ (:E'L - x")’
__ 0Zy; _ 0Zo; -
Tl 1) 22 Zo: (. Ts R . 7. 4.4
Ol(Mza xz) Ol(Mza xz) + 8;@ (Mz /-M) + axZ (xz xz)v ( 0)

where the derivatives are calculated for pu; = fi; and x; = T;:

3/ 7.

Yz,
0Z0i  2(20)%/? / )
= < drx
0, i 70

a 0

1 y~1/2dy N (Y5

2 V(S)’F + [ s V(S)’I“ + [
yéj>1+eXp<y— f (0) u) 1+6Xp<y(<ﬁ>_ i (r) u)
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8ZOi 2(29)3/2 7 y1/2dy
ox; 3T V(s) ) + [i; ’
& oo 0

0

Nugji (s) (s)
%;N"ljl[ 2j+1:| (néjz<€01 )7

(s)
8BZ - 8B@ asn[j 1 (s) (s)
o; = — aﬂ% %]: oz ( néj i < Ep; )

To compute aen@ ;/0z; we shall make a further approximation, assuming

that when z; changes, the energy value ng)j ;, changes only as a result of the

external screening due to the free electrons. In this approximation

L) agls) 3 Zoi

nfj, — “nlj,i ) 7"01‘7

(4.41)

where &' Z) does not depend on ;. In view of (4.41),
Omi 20 o
Substituting the expansions (4.40) in (4.36), we obtain

OB; | 0Z; o o -
(al’l + al’l ) (mz - xl) - Zz - B,L(’LL,HI',L) — Zol(//[,“xl) _

a.Bz 8Z0i _ aBz aZOi —
) — p— 4.4
((M * o > (ps — i) <3m * o ) (i — pi),  (4.42)

0B; 10B; 1 (Z()i 8Zoi)

because B;(f;, ;) + Zoi (i, T;) = Z;, in accordance with the choice of fi;, Z;. We
are seeking solutions of equation (4.42) that satisfy the self-consistency condition
for our problem, i.e., such that u; = u. Then for x; we get the expression

_ (0B;/Opi + 0Zoi [ Opus) (1t — fii)
7.1 = . 4.4
S { (OB, /0, + 0Z0;/0,) s (4.43)
Now let us multiply (4.43) by m;/A; and sum over ¢, observing that
N N
m; L m; =
A, x; = > 4, T
=1 i=1
We have
. Z m; 831/8/,61 + 6ZOi/8Mi /Z m; [ 0B; /8Mz + 8201/6/1,1
M7 2 4, \ 0B 0w + 020:/ 0 8B, /0z; + 0Z0; /O

(4.44)
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Computations have shown that using formulas (4.43), (4.44) to get the new
values of p and z; at temperatures 7" > 10 eV leads to a sufficiently rapidly
converging iteration process. However, at lower temperatures the iterations may
diverge, since the initial approximation, obtained within the Thomas-Fermi model,
turns out to be rather crude.

To ensure the convergence of the iterations, we will use a method similar to
that discussed in Subsection 3.1.2 for a single-component substance. Looking only
in the direction of change of x;, we set

x(.s+1) =x; + f(s)(xi - jji)v (445)

where z; is calculated via formula (4.43) and the iteration parameter ¢(*) (0 <
¢() < 1) is determined from the conditions of convergence of the iterations. Specif-
ically, we increase or decrease £(*) during the iteration process depending on the
quantity

AW = D — O 37 (s = i+ 1AV,
i

where p(*), p(5+1) are the values of u furnished by formula (4.44) at the (s + 1)-st

and s-th iterations and AVi(S) is the residual of the potential of the i-th component
at the s-th iteration (see formula (3.11)).

For the first iteration we put £(©) = 0.5. After that the change of £*) depends
on the change of A®) . If AG) < A, (in computations we took Ay, = 0.1N) and
A < AG=D we put €65 = 1.2£06) 1F AG) > AG™D e put £+ = 0.8¢0).
In addition, the value of £€(*) must be confined to some interval (generally, we took
0.1 < ¢ <0.75).

The iteration runs as follows. Computing x(s+1) by means of formula (4.45),

(s+1)

we find the corresponding values of the chemical potentials f; , which satisfy

the charge neutrality conditions (4.36). With the resulting values x(s+1) uESH)
we calculate the electron density (4.34) for each component of the mlxture and
the corresponding potentials Vi(SH)(r). This iteration step is repeated until the

condition A(®) < e is satisfied, where e is the prescribed accuracy (e.g., € = 107).

The iteration scheme described above is readily modified when, instead of
the equality of chemical potentials, one imposes other equilibrium conditions, for
example, the equality of electron pressures [159]. Since the electron pressure Pe; of
the i-th component for the given temperature is a single-valued function of u; and
x;, to obtain the new iteration formulas it suffices to replace in (4.43) and (4.44)
the quantities p and p; by P, and P,;, respectively, and in the calculation of the

0B; 0B; / OP,.;
= and

derivatives 0B;/0P.;, 0Zy;/0Pe; use the representation OPs = ou | o

the analogous representation for the derivative of Zy;.
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4.3.3 Examples of computations

To illustrate the convergence of the iteration scheme computations were carried
out for a mixture of 5 elements with atomic numbers Z; = 20 -7 — 10 and mass
fractions m; = A;, for the average density of matter p = 1 g/cm?® and temperatures
T =1, 10, 100, 1000 eV. The successive values of p(s) are given in Table 4.4,
which also lists the value of the chemical potential fi, obtained without accounting
for relativistic corrections. Table 4.4 demonstrates that the chemical potential p,
and hence the average occupation numbers of the electron states, are considerably
better than those produced by the TF model for mixtures at low temperatures

(prr = p).

Table 4.4: Successive iterations of the chemical potential p for a mixture of 5
elements with Z; = 20 -7 — 10, m; = A; at various temperatures and with density
p =1 g/cm?; s is the iteration number. Also shown are the values of the chemical
potential p = fi calculated without accounting for relativistic effects

T=1 T=10 T = 100 T = 1000

0.009527 —0.89123 —16.5737 —253.798
—0.452196 —1.06334 —16.7666 —254.312
—0.435761 —1.08857 —16.7659 —254.306
—0.380846  —1.07340 —16.7660 —254.308
—-0.276685 —1.07994 —16.7662 —254.308
—0.229350 —1.07795 —16.7663
—0.224280 —1.07864 —16.7663
—0.211847 —1.07813
—0.203926  —1.07837
—0.190126  —1.07823
10 —0.182146 —1.07835
11  —0.181542 —1.07829
12 —0.181299  —1.07829
13 —0.181475
14  —0.181249
15 —0.181299
16  —0.181093
17 —0.180894
18  —0.180739
19 —0.180614
20  —0.180649
21  —0.180632
22 —0.180633

m —0.177880  —1.09428 —16.7732 —254.121

©COTDHUREWND—FO »

Table 4.5 gives more detailed results of computations of the self-consistent
potential for a mixture of bromate and agar (C199H190020Br), which is used in
laser targets [242]. The table shows how the radii of the atom cells rg;, the average
ion charges Zj; and the chemical potentials p; change in the iteration process.
The computations were carried out for the temperature T=10 eV and the density
p=0.1 g/cm?.
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The approximate description of a mixture of elements described above as-
sumes that the temperature is sufficiently high, so that each component of the
mixture is in ionized state. Possible molecular formations of ions (see, e.g., [196])

were neglected.

Table 4.5: Successive iterations for Ci99H1990O20Br at temperature T=10 eV and
density p =0.1 g/cm? (s is the iteration number).

10

11

T0i
Zoi
i
T0i
Zoi
Hi
T0i
Zoi
i
T0i
Zoi
i
T0i
Zoi
1223
T0i
Zoi
Hi
T0i
Zoi
i
T0i
Zoi
1223
T0i
Zoi
i
T0i
Zoi
Hi
T0i
Zoi
Hi
T0i
Zoi
i

H

4.679940
0.728529
—1.174687

4.515875
0.728529
—1.174687

4.487279
0.711451
—1.146903

4.483484
0.708375
—1.142000

4.483516
0.707964
—1.141348

4.483258
0.707968
—1.141353

4.483762
0.707940
—1.141309

4.483489
0.707994
—1.141396

4.483417
0.707965
—1.141349
4.483433
0.707957
—1.141336
4.483399
0.707959
—1.141339
4.483399
0.707955
—1.141333

C

6.486292
2.097298
—1.121720

6.584268
2.053058
—1.129704

6.575564
2.067104
—1.142695

6.572734
2.065190
—1.141674

6.573425
2.065036
—1.141255

6.573039
2.065064
—1.141359

6.573742
2.065023
—1.141305

6.573333
2.065095
—1.141403

6.573249
2.065052
—1.141346

6.573284
2.065048
—1.141334
6.573229
2.065042
—1.141340
6.573229
2.065041
—1.141332

O

6.717963
1.425806
—1.304069

6.155903
1.817736
—1.211395

6.388097
1.893517
—1.105721

6.433727
1.941147
—1.134700

6.426683
1.939742
—1.142349

6.431701
1.942909
—1.140592

6.422386
1.936132
—1.142718

6.427720
1.940392
—1.140385

6.428882
1.940996
—1.141126
6.428465
1.940477
—1.141414
6.429167
1.941081
—1.141229
6.429167
1.940948
—1.141331

Br

7.676817
1.377438
—1.465673

7.407173
2.946070
—1.178415

7.367198
2.904261
—1.146844

7.367306
2.904244
—1.141254

7.368448
2.904784
—1.141198

7.368129
2.904869
—1.141347

7.368866
2.904849
—1.141305

7.368478
2.904945
—1.141396

7.368382
2.904901
—1.141348
7.368403
2.904885
—1.141336
7.368345
2.904876
—1.141341
7.368345
2.904896
—1.141330
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4.4 Accounting for the individual states of ions

The average-atom model considered in §§4.1-4.3 provides an effective description
of the atom cell in plasma for an ion with average occupation numbers and free
electrons. A real plasma involves a large number of diverse ion states. As we will
see in Subsection 5.5.2, a detailed configuration accounting is rather crucial in
opacity calculations. To account for individual states of ions in computations one
usually relies on perturbation theory, and one assumes that the perturbation of the
potential is connected with the change of the electron density as a result of changes
in the occupation numbers of the electron shells (fluctuations of the occupation
numbers) [150, 45].

The main inaccuracy in perturbation methods is connected with the fact
that the wave functions obtained for the average ion will not be consistent with
the atomic potential of the ion under consideration. This inaccuracy can be elimi-
nated by accounting for the ion’s occupation numbers corresponding to a given
configuration.

r(w)

10*

103

102 : : ‘
1400 1500 1600 1700 hw

Figure 4.5: Dependence of the absorption coefficient (measured in ¢cm?/g) in alu-
minum at temperature 7 = 22 eV and density p = 0.01 g/cm?® on the energy
of photons (in eV). The solid [resp., dashed] curve was computed using the wave
functions of the average atom [resp., of the ions]

To give an example, Figure 4.5 compares the absorption spectra of the alu-
minum, calculated using the wave functions of the average atom, as well as the
wave functions of ions. One can see that an improved accuracy in locating the po-
sitions of the lines may turn out to be quite essential in the description of details
of the spectrum.
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4.4.1 Density functional of the electron system with the individual
states of ions accounted for

In a high-temperature plasma, especially for high-Z elements, a very large number
of qualitatively different ion states occur, and accounting for all possible states
requires laborious computations. However, such accounting can be achieved if we
use a detailed description only for the most important part of the ions states
and apply the average-atom approximation for the remaining states. The choice
of the states that will be subject to a detailed description is determined by the
formulation of the problem. The least labor-consuming is the method in which for
a group of states whose ionization degrees are close to one another we choose only
one representative.

To simplify the exposition, we will consider here the case in which such states
are determined by the occupation pattern of the first non-closed shell (or several
such shells). Accordingly, we divide all electron states into two groups. In the
first group we include the states v which determine the basic ion configurations
that we singled out. The symbol v stands for the set of quantum numbers that
define such electron states, the occupation numbers of which are fixed (given).
The remaining states v, belonging to the continuous and the discrete spectrum,
are assigned to the second group and will be described in the average-occupation-
numbers approximation. In this approximation it is assumed that the electron
populations of the upper levels are in equilibrium with the continuum. It is further
assumed that the densities of these populations are small and that they have only
a weak influence on the inner structure of the ion levels. The effective configuration
corresponding to the given occupation numbers of the electron states v and some
average occupation numbers of the states v will be denoted by Q.

Suppose that, as in §3.2, for a temperature T # 0 the one-particle states v
are occupied with some probabilities n, (the values n, coincide with the average
occupation numbers of the state v and satisfy the condition 0 < n, < 1), and each
set of numbers ng (ni2 =1lor n? = 0), determining an effective configuration @,
occurs with probability Wq (3o Wq = 1). Considering that the occupation prob-
abilities of the shells near the equilibrium state are independent (see the derivation
of formula (3.19)), we conclude that the probability of the given state is calcu-
lated as the product of Wg and the values n, or 1 —n, depending on whether the
state v is occupied or not. For example, for given occupation numbers of states v
for the configuration @ (this configuration is realized with probability Wg), with
occupied states v1,v2,. .., 1, and unoccupied remaining states vy 1, Vy Lo,
we have

Wy =Wony,ny, - ...y - (1 - n,,NnH> - (4.46)
here ), n? + N, = N, where N,, is the number of electrons in the system.

In the approximation adopted here formulas (3.25) and (3.26) are replaced
by
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(W In W) ZW In W, =

ZWQ {ln Wq + Z [nyInn, + (1 —ny) In(l — nl,)]} ,
Q v

-Sa (S

Using formula (3.17) we can obtain the expression for the thermodynamic
potential  in the one-particle approximation, in the sense explained above:

¥v9(q) ‘+Zny|¢y ) (4.47)

Q=) WoEq+0) WolnWo+6> Wo>  [n,Inn,+(1—n,)In(1—n,)] -
Q Q v

Q MZWQ[Zn +Zny]. (4.48)

Here E is the energy of the configuration @ (see below).

We are looking for the minimum of § for arbitrary values of n,, W¢ (where
0<mn, <1land } ,Wq = 1), and also for functions wg(q),z/J,,(q), subject to
the orthogonality and normalization conditions. Applying a variational principle
in much the same way as we did in § 3.2, we obtain equations of Hartree-Fock type
for each configuration ) and a separate equation for the average ion. Note that,
as we shall see below, here the atomic potential of the average ion is obtained via
an explicit averaging over the configurations Q.

In practice one usually resorts to an approximate description of exchange
effects of Slater type for the temperature and density of matter (see §3.3). This
leads to a simplification of the functional Q and of the corresponding equations
obtained by the minimization of 2. The expression for Eg in the Hartree-Fock-
Slater approximation has the form

o= 3 [03@)" |-ya+ V)| s

oo vty arvae| vt do+ ) [0 dgag+

o[p%(q),0]dg, (4.49)
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where V,(7) is the potential generated by nuclei,

pq) = n?

02| + X mb o). (4.50)

and ¢ (p,0) is given by formula (3.51).

4.4.2 The Hartree-Fock-Slater equations of the ion method in the
cell and plasma approximations

Further simplifications are achieved by passing to the cell or plasma models. First
let us consider the cell model of matter for a dense high-temperature plasma. To
describe a substance as a whole, the equations for Eg and for the wave functions
must contain the potential V,(7) of the nuclei, corresponding to some position
of the latter. To solve such a problem seems hardly possible, and so one usually
considers the average potential near some nucleus, averaging it over the position of
the other nuclei. If such an averaging is carried out directly in the HF'S equations,
then the problem becomes more complex due to the necessity of accounting in
explicit form for the interaction of ions corresponding to different configurations
and different charges of the ion core.

It is convenient to do the averaging before we apply the variational principle.
Since in a plasma there is no distinguished direction, the resulting average atomic
potentials will be spherically-symmetric. The corresponding nuclei can be enclosed
in a sphere whose size is such that the cells with the selected ion configurations
Q@ will be charge neutral. Thus, we will assume that the individual states of ions
@ can be described by specifying charge neutral spherical cells, of different sizes,
with volumes V. Then the integration in (4.49) may be carried out only in the
corresponding cells @, and the result is summed over all cells.

From the condition of conservation of the average volume we have

4

> WV =V = 3W(1.388)3A7 (4.51)
P

Q

where A is the atomic weight and p is the density of matter in g/cm3. The re-
quirement that the cells be charge neutral reads

Song+> n, =2, (4.52)

where Z is the charge of the nucleus. The charge neutrality condition (4.52) allows
us to neglect the interaction of ions and instead of the potential of all nuclei, give
only the potential of a single selected nucleus, i.e., V,(¥) = Z/r, assuming that
the total functional 2 can be represented as a sum over cells.
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If we use the expression (4.48) for the functional 2 and the supplementary
conditions

ZWQ:L Zn?Jany =7,
Q v 17

[ =1 [l di=1. Y wove =7,
Q

and then introduce the corresponding Lagrange multipliers A, B, A?, A, and P,
the variational principle reads

5{2 WoEqg + GZWQ InWg + QZWQZ [nylnn, + (1-n,)In (1-n,)] —

Q@ Q Q v
“ZWQ[ZR§+ZRV +ZBQ Zn§+zny_z

Q » p 3 ~ ~
%:%:Ag [/ 1/’52(61)‘26161—1} +§V:Au Ulwy(q)ﬁdq—l} -

+

AN Wo =1 +P |> WV -V }:o.
Q Q

Substituting here the expression (4.49) for Eg and performing the variation, we
obtain

Z(FWQ {EQ +60InWgq JrHZ [nyInng, + (1 —ny) In(l —n, )|+
Q v

9+A+PVQ—M[Zn§+ZnV

i y B
%:WQ {XU:M l/wi(Q)HQwu(q) dCI-i-QXU:ln . fnu —u- WZ

b
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Son [ @Houlada+ Y n? [6(v0@) Houla)dat
> / Ui(a) Hodvu(q) dg + )y / (#9(@))" Hasvl(a) dq} +
%WQ&VQ {8‘8/(2 +A}+
> Q/Z U 4 (w?@)* Ve (q)dg + / (#}9((1))* 51/1?((1)6&1} +

ZA U dq+/w )ah( )dq]—O

Eg + 92[% Inn, + (1 —mn,)In(1 —n,)]

where

5 [0 (a) dd’
Hg=— A
Q + Va(r +Zn o T

S [0 (d)Pdd’ 0p(p?) (4.53)

~ F= 9p@
Considering that the variations dn,, ¢, J¢;, 51&?, ) (1/}9) , 0Wg and 6V are

independent, we obtain the following conditions of minimum:

. A9
Q _ v Q) = Q@

Hwa (Q) - WQ?’Z? 7/)1, (Q) =&, 7/)1, (Q)7 (454)

. A,
Hoi/)u(Q) == n 7/),/((]) = 51/1/}V(Q)7 (455)
n, = ! s (4.56)

(7))
Eg—p (Zn‘BJanV) +0+ A+ PV

Wg =exp | — 9 , (4.57)
a?/@ (EQ + 62,,: [n,Inn, + (1 —n,)In(1 — ny)]> +P=0, (4.58)

where we used the notations
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ﬁ:M+ZBQ7 ﬁOZZWQﬁQ-
Q Q

Since ), n? + >, m, = Z, relation (4.57) yields
E Vi
WQ:CeXp<— QP Q)7

, (4.59)

where the constant C' is chosen from the normalization condition. From (4.58) it
follows that

PL = ag@ (EQ +0 [nyInn, + (1= n,)In(1 - n,)]> =P. (4.60)

The quantity ’PeQ is the derivative of the free energy with respect to volume
(taken with the minus sign), and according to the definition given in [17], it is the
electron pressure in the cell Q. Therefore, condition (4.60) means that the electron
pressures in all the cells @) must be equal to each other.

The cell approximation assumes a sufficiently high density of matter, at which
violation of the charge neutrality of the cell leads to a highly disordered state of
plasma with fast relaxation to the equilibrium state, in which every cell, the size
of which is determined by the electron pressure produced in it, is charge neutral.

In the opposite case of low densities, for an ideal or weakly non-ideal plasma
the requirement of charge neutrality of the cells may be too restrictive and in
practice is not satisfied (for example, whenever negative ions are present). Under
such circumstances, as a rule, one can neglect the interaction of cells, whose sizes
are sufficiently large. Here we can assume that the free electrons are uniformly
distributed in space with a constant density. In this case the cells of individual
ion states may be considered of equal size. Further, let us note that in the case
at hand charge neutrality may not hold in each cell, though for the plasma as a
whole the charge neutrality condition is satisfied, i.e.,

> wo (Z ng + Zny> =Z. (4.61)
Q v v

Application of the variational principle yields (in much the same way as
above) the following system of Hartreee-Fock-Slater equations for the ion method
in the plasma approximation:

~ AC
Hoyl(g) = - WQ"n oV (@) = v (a), (4.62)

Hoto(q) = =" ¥u(q) = e, (q), (4.63)
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1

D

Eq—p(ng +¥n,)
Wgo=Cexp | — 0 . (4.65)

n, =

(4.64)

Here the coefficient C' and the chemical potential y are determined from the nor-
malization condition } ,Wqo = 1 and the charge neutrality condition (4.61),
respectively.

Thus, the cell and the plasma approximations correspond to the two limit
cases of high and low densities of matter. Note that at high temperatures there
exists a sufficiently wide range of intermediate densities for which the results of
computations carried out in the two approximations are practically identical. This
means that for high temperatures there is a smooth transition from the model
(4.54)—(4.60) to the model (4.61)-(4.65) when the density decreases. For very
small densities the plasma approximation (4.61)—(4.65) may become unapplicable
because the condition of local thermodynamic equilibrium is violated (see §5.7).

4.4.3 Wave functions and energy levels of ions in a plasma

Let us apply the average-atom model in the computation of wave functions and
energy levels of ions in a plasma. As a rule, such computations rely on the one-
electron wave functions obtained for free ions in the Hartree-Fock approximation.
However, keeping in mind that for the calculation of Rosseland opacities it is
necessary to take into account a huge number of ion states in the plasma, the
computations can be simplified considerably by using the one-electron wave func-
tions provided by the Hartree-Fock-Slater model of the average atom. Then, as
numerical experiments have demonstrated, the physical accuracy is roughly the
same as when the one-electron wave functions of the Hartree-Fock model are used.

It should be noted that when we used the HFS self-consistent potential V (r)
we have amended it so that V(r) > 1/r for all r < rg, where rq is the radius of
the average atom cell [49].

Figure 4.6 compares the wave functions obtained via the Hartree-Fock-Slater
model with those calculated via the Hartree-Fock model. The computations were
carried out for an iron plasma at temperature T' = 20 eV and with density p =
107* g/cm?®. Under these conditions the average occupation numbers define the
average configuration 1s225%22p%3s1-853p*1234124 which is obtained by solving the
Hartree-Fock-Slater equations for the average atom.
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Figure 4.6: Left: Comparison of wave functions for the iron ion (Z = 26), obtained
in the Hartree-Fock model for the configuration 1s%2s22p®3s23p*3d* (solid curve)
and in the Hartree-Fock-Slater model for the same configuration (dashed curve).
Right: Comparison of wave functions in the Hartree-Fock model for the configu-
ration 1522522p%3s23p*3d" (solid curve) and in the Hartree-Fock-Slater model for
the average configuration 1s22522p%3s!-853p*123d'-24 (dashed curve). One can see
that here the radial functions practically coincide
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Tables 4.6—4.7 list the energy of terms, in atomic units, computed in the ap-
proximation of intermediate coupling scheme by using the wave functions obtained
via the Hartree-Fock and the Hartree-Fock-Slater models (see Subsection 5.3.3).
The letters S, P, D, ... with a number in front of them indicate the dominating
component of the term (the number corresponds to multiplicity). The computa-
tions were done for iron (Z = 26), and also for chromium (Z = 24). The experi-
mental data were borrowed from the library of spectroscopic atomic data of the US
National Institute of Standards and Technology (http://www.physics.nist.gov).

Table 4.6: Energies of terms of the configurations 3s23p%3d? and 3s23p®3d4f for
iron (Z = 26)

Term J  experiment HF HFS
Q = 3523p%3d? Eo = —1250.436 Eg = —1250.214
3F 2 0.000 0.000 0.000
3 0.005 0.005 0.005
4 0.010 0.011 0.011
1D 2 0.080 0.097 0.088
3P 0 0.091 0.111 0.101
1 0.093 0.113 0.103
2 0.097 0.117 0.108
1G 4 0.132 0.148 0.134
1S 0 — 0.358 0.323
Q = 3s23pS3daf Eo = —1247.402 Eg = —1247.218
1G 4 0.000 0.000 0.000
3F 2 0.000 0.008 0.007
3 0.002 0.009 0.008
4 0.006 0.008 0.007
3G 3 0.014 0.024 0.022
4 0.029 0.027 0.026
5 0.039 0.030 0.028
1D 2 0.018 0.022 0.021
1F 3 0.025 0.039 0.037
3D 1 0.027 0.035 0.032
2 0.027 0.035 0.032
3 0.031 0.034 0.032
3P 2 0.036 0.046 0.042
1 0.038 0.048 0.044
0 0.039 0.049 0.046
1H 5 0.046 0.066 0.061
1P 1 0.053 0.066 0.060
3H 4 — 0.012 0.012
5 — 0.011 0.010
6 — 0.016 0.015
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As these tables and figures demonstrate, the approximation considered here,
naturally, does not provide the accuracy needed in spectroscopic investigations,
yet it is totally satisfactory for the computation of photon absorption coefficients
and Rosseland mean opacities in a hot plasma.

Table 4.7: Energies of terms of the configuration Q = 3s23p%3d* for chromium
(Z =24)

Term J  experiment HF HFS
Eo = —1041.056  Ep = —1040.525
5D 0 0.0000 0.0000 0.0000
1 0.0003 0.0003 0.0002
2 0.0008 0.0009 0.0007
3 0.0016 0.0017 0.0015
4 0.0026 0.0028 0.0025
3P 0 0.076 0.098 0.069
1 0.078 0.100 0.070
2 0.081 0.103 0.073
3H 4 0.079 0.090 0.064
5 0.079 0.091 0.064
6 0.080 0.092 0.065
3F 2 0.084 0.104 0.073
3 0.084 0.104 0.074
4 0.085 0.105 0.074
3G 3 0.094 0.114 0.082
4 0.095 0.115 0.083
5 0.096 0.116 0.083
3D 3 0.117 0.143 0.106
2 0.117 0.148 0.106
1 0.118 0.148 0.107
1F 3 0.187 0.207 0.148
3F 2 0.197 0.245 0.176
3 0.197 0.245 0.175
4 0.197 0.245 0.175
3P 0 0.222 0.247 0.177
1 0.223 0.249 0.179
2 0.225 0.250 0.180
17 6 — 0.136 0.096
1G 4 — 0.143 0.101
1D 2 — 0.179 0.127
1G 4 — 0.277 0.198
15 0 — 0.167 0.118
1D 2 — 0.374 0.269
15 0 — 0.484 0.347
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Radiative and thermodynamical
properties of high-temperature
dense plasma



Chapter 5

Interaction of radiation with
matter

The higher the temperature of matter, the larger the role radiation plays in en-
ergy transfer processes. At very high temperatures (of the order of several million
degrees), the main mechanism of energy redistribution is its transfer, effected by
photons, because the energy flux carried by photons is considerably larger than the
energy flux carried by other particles. If the photon free paths are small compared
to the characteristic dimensions of the plasma, then the diffusion approximation
holds, which leads to the radiative heat conduction equation. The conductivity co-
efficient in this equation depends in a complex nonlinear way on the temperature
and density of matter as well as on the spectral photon absorption coefficients.
The radiative heat conduction equation found wide applications in the description
of various processes in high-temperature dense plasmas [234, 147, 67, 45, 130, 89].

When the photon free paths are comparable to the characteristic dimen-
sions of the plasma, the diffusion approximation is not applicable, and in order
to describe energy transfer processes it is necessary to solve the radiative transfer
equation with the spectral dependence of the absorption coefficients of photons
accounted for [50]. Furthermore, when part of the radiation escapes the plasma,
the thermodynamic equilibrium condition may be violated, in which case, together
with the photon transport, one has to account for the level kinetics of electrons
[134].

To describe the interaction of radiation with matter we will use the radiative
transfer equation, neglecting the diffraction and interference effects (see [67, 174])
and will consider the simplest methods for solving it.
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5.1 Radiative heat conductivity of plasma

5.1.1 The radiative transfer equation

To study the energy transfer processes in matter we start from the photon distri-
bution function f(7, Q,v, t). The function f(7, Q,v, t) measures the concentration
of photons with direction Q and frequency v, in a given point of space 7 and
at time t. Therefore, the number of radiation quanta in the volume element dV,
which contains the point 7, in the frequency interval dv and propagating in the
solid angle d€? (it is assumed that 0 is a unit vector) at time ¢ is equal to

F(7 9, v, t) dV ddw.

The spectral intensity of the radiation, i.e., the energy per unit of frequency trans-
ferred in a unit of time through the unit of surface in direction 2 is given by

I, = I(7,Q,t) = hvef (7, Q, v, t). (5.1)

The function f (F,ﬁ,y, t), depending on seven scalar variables, satisfies an
integro-differential equation known as the radiative transfer equation [67, 174]:

?9{ +¢(Qgrad) f = N* A% — ¢(Naoa + nog) f +

—

cnoy //K[(Q,Q'),V, VIFQ V) A dY (5.2)

(under the integral sign we kept only the arguments of f with respect to which
one integrates). The left-hand side of equation (5.2) represents the material (La-
grangian) derivative of the function f. If the photons would not interact with
particles of matter, then this derivative would be equal to zero. The right-hand
side of the equation represents the change in the number of photons due to emis-
sion and absorption by matter, as well as to scattering processes by particles of
matter.

In the first right-hand side term, N* denotes the concentration of particles
of matter capable of emitting a photon of frequency v; A} denotes the proba-
bility of emission of a photon with frequency v in the direction Q. The second
term expresses the decrease in the number of photons, moving in direction Q, due
to elastic or inelastic interactions. The particles with which the photons interact
during collisions are characterized by an effective scattering cross-section oy and
an absorption cross-section ¢, both depending on the frequency v. Further, in
equation (5.2) N, [resp., n] is the concentration of particles of matter capable of
absorbing [resp., scattering] photons. In all processes of interaction of radiation
with matter a key role is played by the interaction with electrons, since the in-
teraction cross-section is inverse proportional to the square of the particle mass.
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Let us remark also that if the elementary cross-sections depend on the energy of
particles, then the corresponding terms in (5.2) must be integrated with respect
to the energy distribution function of these particles.

The last integral term in the right-hand side characterizes the increase of
the number of photons, moving in direction Q, due to photons that earlier moved
in direction €', and then were scattered at an angle of (3,9’) (i.e., the angle
between the directions €} and €17), with the frequency changing from v/ to v. The
kernel of the integral, K[(ﬁ7 0 "), v, V'], is the probability of scattering by the angle
(ﬁ,ﬁ/), which is determined by the interaction mechanism. Scattering of light
by free electrons (Compton effect) is accompanied by a change in frequency for
photon energies comparable with the electron’s own energy mc?, which is equal to
0.51 MeV. If, however, the energy of the photon is small compared to mc?, then
the frequency shift due to scattering is also small, and the cross-section tends to
the Thompson cross-section oy = (8/3) 7r2, where r, = €%/(mc?) is the classical
radius of the electron. Scattering effects are studied in more detail in [199]. In
what follows we will assume, as a rule, that we are dealing with pure Thompson
scattering. In this case the kernel K[((,9'),v,1/] of the integral degenerates to
K[(Q,€")] and represents the probability of scattering by the angle (9,0'). As
for the computations of the scattering cross-sections of the bound electrons, which
belong to the discrete spectrum, here the scattering cross-section is much smaller
than the corresponding absorption cross-section. For that reason we will assume
that in (5.2) n stands for the concentration of free electrons and scattering effects
will be accounted for in the nonrelativistic approximation.

Before we consider the effective absorption cross-section o, of the bound
and free electrons and rewrite equation (5.2) to account for the approximations
adopted here, we need to examine the first term N*A} in the right-hand side of
(5.2). If the photons would obey the classical statistics, the emission would be
isotropic and its probability A} would not depend on the distribution function f.
Since the photons actually obey the Bose statistics, the emission probability of
photons of frequency v depends on the number of photons already present in the
phase-space cell under consideration. If one denotes by f the distribution function
relative to the dimensionless unit volume of phase space dVdp/h® (where p =
hv/e, dp = dpydp,dp.), the emission probability will be proportional to 1 + f,
where f is the spectral density of photons with given direction of polarization.
Therefore, A}, = A, (1 + ), where A, does not depend on f, and the distribution
functions f and f are related as follows:

dv dp

h3

Since for photons with momentum p and direction of motion in the solid
angle dQ) we have dp’ = p? dp df), this yields

FdV dQdy = 2f (5.3)

h dv c?
f= =
! 202

= 20 dp f. (5.4)
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The scattering probability of photons in some cell of the phase space will
also be proportional to 1 4 f, but for scattering without energy change this effect
drops from the transfer equation and can be neglected (see, e.g., [67]).

Substituting expression (5.4) in (5.2), we obtain the transfer equation for
photons with the induced emission accounted for, in the case where scattering
takes place without a change in energy :

3

1of + (Qgrad)f = ]\:Al, <1+ c f) — Nyoof —

c Ot

202

nasf+nas/K[(ﬁ,ﬁ’)]f(ﬁ’)d@’. (5.5)

of

In practical computations the term y in (5.5) can usually be neglected

c
(quasi-stationary case). Consequently, in the nonrelativistic quasi-stationary case

the transfer equation can be recast in the form

~ 2 N* A, N*
(Qgrad)f = —N,o, (1— 22 N, Ua>f+ . A, —

nasf+nas/K[(ﬁ,ﬁ’)]f(ﬁ’)d@’. (5.6)

& N*A, : - .
represents the induced emission correction. The
202 N,o,
form (5.6) is convenient because the emission probability and the absorption cross-
section are connected by the principle of detailed balance (for some peculiarities
concerning strongly broadened lines the reader is referred to [235]). In the case
when the matter can be assigned a determined temperature (i.e., when thermody-
namic equilibrium is established among the particles of matter), this connection
can be found with no difficulty. To that end it suffices to consider the isotropic
case, when the radiation is in equilibrium with matter, so that f = [f], where [f]
denotes the photon distribution function in the equilibrium state. Then, since

The quantity

/K[(ﬁ,ﬁ’)} a0’ =1,

equation (5.6) yields

202 1

3 202 N,o.
¢z N*A,

According to the Boltzmann statistics,

N* *
N, = g o0 (hw/0)

[f] = ~
~1



5.1. Radiative heat conductivity of plasma 149

where 6 denotes the temperature of matter and ¢*, g, are the corresponding sta-
tistical weights of excited and absorbing states. Consequently, the formula for [f]
takes on the form

[f] =

3 22 o, ga ’
2 A, g exp (hv/0) — 1

On the other hand, by Planck’s formula, the photon distribution function in the
thermodynamic equilibrium state is

202 1
[f]*fl:’(y)* 3 exp(hu/&)—l’ (57)
whence
202 o, Ja
= 1. .
2 A, g* (5.8)

In the case of partial local thermodynamic equilibrium, when matter is char-
acterized by a definite temperature ¢, and the photon distribution function is not
given by Planck’s formula, the radiative transfer equation reads (using (5.7) and

(5.8))

*

(Qgrad)f = — [Naoa (1 — exp (—hv/0)) + nog] f + ]\i A, +

nog / K[(Q, ) f()dSY, (5.9)

where

N* 202

A, = N,o, 3 OXP (—hv/0) = Nyo, (1 —exp (—hv/0)) fo(v). (5.10)

When the conditions of local thermodynamic equilibrium are not satisfied,
in particular, when the radiation results in a nonequilibrium distribution of ions
among excited states, equation (5.6) must be solved together with the system of
equations governing the level kinetics. In this case the populations of the states
N, and N* are determined by the relations between the rates of the collisional
and radiative processes. Here an important circumstance is that the rates of the
radiative processes depend on the local intensity of radiation I,, (the photon distri-
bution function f, see (5.1)). For that reason, in the calculation of the populations
in a nonequilibrium plasma and of the distribution of its radiation, a certain con-
sistency between these quantities must be ensured. Since, as a rule, the rates of
the radiative processes are much larger that those of collisional processes, in a
number of situations one can restrict ourselves to various quasi-stationary approx-
imations, which simplifies the problem considerably [31, 134, 163]. In what follows,
as a rule, we will assume that the conditions of local thermodynamic equilibrium
are satisfied and, in addition, the radiation is nearly isotropic.
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5.1.2 The diffusion approximation

If the angular distribution of photons is almost isotropic and the radiation mean
free path may be considered to be small compared to the characteristic lengths,
then to solve the problems of radiative gas dynamics one resorts to the diffusion
approximation for the transfer equation (5.9). To this end it suffices to expand the
distribution function f in spherical harmonics and then retain only the terms of
first order in the cosines.

To derive the diffusion approximation we consider first the one-dimensional
case, when the distribution function does not depend on y and z and (5.9) can be
written as

of

Pow =~ [Naoa (1 —exp (—hv/0)) + nog f +

Naoa (1 —exp (—=hv/0)) fp + nas/K[(ﬁ, If () d, (5.11)

where p = cos v, ¥ being the angle between the direction of the photon momentum
and the z-axis. In the present case d{) = sin ¥ d¥ dp. Let us introduce the angular
moments of the distribution function:

1
Jr :/ukf(u)dfl:%/u’“f(u)du, k=0,1,2.
-1

The zeroth moment fj is simply the concentration of photons of frequency v
at the point with coordinate x. The first angular moment is equal, up to a constant
factor, to the fluz of photons of frequency v in the direction of the x-axis:

50) = [wfdn = [anfdo=ch. (5.12)

Multiplying j. () by hv, we obtain the flux of radiative energy F, = hvef;. The
second angular moment gives the flux of the momentum, i.e., up to a constant
factor, the pressure P exerted by photons on a surface perpendicular to the x-
axis:

P— / pavef (1) 2 = / " Juen f(n) a2 = hufy (5.13)

(here p, and v, are the projections of the momentum and the velocity on the
x-axis).

Multiplying equation (5.11) by different powers of p and integrating with
respect to u, we can obtain equations that connect angular moments of various
orders. Indeed, let us multiply (5.11) by the first power of u and integrate. We
obtain
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‘96];2 = —[Nyoa (1 —exp (—hv/0)) + nog) f1 +
//K (0, 9] wf (V) d2dSY.  (5.14)

In the right-hand side of (5.14) the integration must be carried out over all
possible directions O and €. In the integration one can exploit the fact that the
scattering probability K [(ﬁ, 94 )] depends only on the angle (Q, ) between the
directions O and €. Let ut = COS(Q,Q’ ). Clearly, the result of the integration
does not change if in the integrand in (5.14) we change the integration variables
and for a fixed direction €V’ , instead of integrating with respect to the direction ﬁ,
we integrate over all possible p* and the corresponding ¢; here in the integrand
the quantity p (that is, the cosine of the angle between the direction Q and the
x-axis) must be expressed through p* and p/. After that we must integrate with
respect to the direction (/. This yields

J[ ®umsuanas = [ 560 | [ureyaar | a. s

Figure 5.1: Coordinate axes

To integrate with respect to 2* it is convenient to choose a new system of
coordinates (x’,y’, 2’), in which the z’-axis points in the fixed direction {2’. Then
1, i.e., the cosine of the angle between ) and the x-axis, can be written as the

scalar product of the corresponding unit vectors O and QO:
Q= (sind cos @, sin¥ sin ¢, cosv),

—

Qo = (sin¥y cos @, sin g sin @y, cosdy).
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The angles 9, ¢ characterize the direction Q (cos ¥ = p*); the z-axis points in the
direction Q0 (cos ¥y = i/, see Figure 5.1).
Therefore,

1= (- Q) = cost) cos ¥y + sin ) sin g cos(p — o). (5.16)

After integration over ¢ in the inner integral in (5.15), the second term of
expression (5.16) for p gives 0, because both K (u*) and f(u') are independent of
the angle . Further, since cos cosdg = p*p’, the integral in the right-hand side
of (5.14) can be written as a product of two integrals:

[ 1 [ / uK(u*)dﬂ*} ot = [wsana [wreae. G

The first of these integrals is the first angular moment f; = j,(v)/c, the second
integral is the cosine of the scattering angle p*, averaged over the scattering indi-
catrix K(u*), i.e., the average cosine of the deviation angle ¥ of a particle due to
scattering, which characterizes the anisotropy of scattering:

/u*K(,u*) dQ* = cos . (5.18)

Substituting (5.17) in (5.14) we obtain an important relation connecting the first
and second angular moments of the distribution function, i.e., the energy flux and
the pressure:

Ofo
ox

As (5.19) shows, the role of the scattering is characterized by the quantity

= — [Naoa (1 — exp (—hv/0)) + nog(1 — cos9)]| fi. (5.19)

oy = 05(1 — cos ), (5.20)

which is known as the transport cross-section. For isotropic scattering, as one can
see from (5.18), cos ¥ = 0 and oy, = 0. If scattering is anisotropic, but symmetric,
i.e., the scattering indicatrix is an even function of p*, then from (5.18) and (5.20)
it follows that oy = oy, as in the isotropic case.

Using (5.12) and (5.19), we obtain the following expression for the flux:

(5.21)
where

((v) (5.22)

- Naoy (1 —exp (—hv/0)) + nos(1 — cos 9)
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is the effective free path of photons with frequency v, which is determined by
the scattering cross-section, corrected for anisotropy, and the absorption cross-
section, corrected for induced emission. In the nonrelativistic case the differential
scattering cross-section is proportional to 1+ cos? 9, and so according to (5.18) we
will henceforth assume that cos?¥ = 0 whenever scattering is accounted for.

It follows from (5.21) and (5.13) that the flux is proportional to the gradient of
the photon pressure. Formula (5.21) resembles the elementary formula for particle
diffusion in the one-dimensional case,

wdf

2
3 dx (5.23)

(where £ is the mean free path, v the velocity, and fy the concentration of particles).
Indeed, in the case when the distribution function has the form

f= 417r fo+ ap, (5.24)

where a is a constant, the expressions (5.21) and (5.23) coincide, because

1 1
fo 1
fo=2r [ fu*du=2r ( + au) prdp = _ fo. (5.25)
/1 /1 4 3

Here it is natural to use, instead of the transfer equation, the diffusion equation
(analogous to the heat conduction equation) and to regard the process of energy
transfer by photons as radiative heat conduction.

If the distribution function f is not known, but one can assume that

f= 417T fo+9, (5.26)

and that f is almost isotropic (|6] < fo), then in this very simple case we also

have
1

1
_ fO 2 Nfo/ 2 _1
f2—27T/<47T+5 wodp 7y udu—?)fo,
-1

i.e., in accordance to (5.21),

Ja(v) = —g(g)c %‘f. (5.27)

Formula (5.27) expresses the diffusion approzimation for the one-dimensional
case. To generalize it to the three-dimensional case, it suffices to replace dfy/0x

by grad fo:
- E(V)

oy =-"4 “ grad fo. (5.28)
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We can state that the diffusion approximation is applicable whenever in the
spherical harmonics expansion of the angular part of the distribution function
one can neglect all terms, except the first two. Notice that the simplest diffusion
approximation with the coefficient 1/3, obtained by means of formula (5.25), can
be refined considerably by resorting to the quasi-diffusion approzimation [72, 174].
In the quasi-diffusion approximation the diffusion coefficients are calculated by
taking into account the real distribution of the radiation fields.

In what follows, side by side with the notations h and v, we shall also use
h=h/(2r) and w = 27v.

5.1.3 The Rosseland mean opacity

Under conditions of complete local thermodynamic equilibrium, when matter and
radiation are characterized in each point of space by one and the same temperature,
(5.7) yields for the photon concentration fo(w) the expression

w? 1

fow) =arfe(w) =2feV) = a5 oonrw/o) —1°

According to (5.28), in the diffusion approximation the fluz of energy transferred
by photons with frequency w is equal to

Fw) = _é(a;)c grad u(w), (5.29)

where

1

M= Nuow (1= exp(-hus/0)) + no

(5.30)

hw? 1

u(w) =hw fo(w) = 723 exp(fw/6) — 1

(5.31)
is the spectral density of radiative energy.”) According to the Stefan-Boltzmann

law,

i 2
_ ! _ 7
u= /u(w) dw = ab”, a= . a3 (5.32)
0
The total flux of radiative energy
F:/ﬁ@mw (5.33)
0

*) u(w) = 4: B.,, where B, is the Planckian: B,, = 42_%’32 exp(hi/&)—l'
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is given in the diffusion approximation by an expression of the form

F= —ESC grad u. (5.34)

Combining formulas (5.29), (5.31) and (5.33), (5.34) one obtains the Rosseland
mean free path

4774/( 176 1)2 dz, (5.35)
0

where x = hw/#, and the spectral free path ¢(x) for the energy of photons hw is
given by formula (5.30).

In the astrophysics literature, to characterize radiative transfer properties of
matter, together with the Rosseland mean free path ¢, one uses the quantity

1
ptl’
called opacity or Rosseland mean opacity (p is the density of matter). The quantity

kR is also referred to as the Rosseland mean absorption coefficient.
Although the flux of radiative energy (5.34), written as (see (5.32))

KRR =

F=—k grad 6,

is identical in form with the usual Fourier law of heat conduction, the equations
describing energy transfer in a hot dense medium are highly nonlinear, because
k = (4/3) lca®®, where £ = {(p,0) depends in a complicated way on temperature
and density (see Figure (5.29)).

5.1.4 The Planck mean. Radiation of an optically thin layer

Let us examine the opposite limit case, when the photon free path is comparable
with the characteristic dimensions of plasma and the radiative heat conduction
approximation is not applicable. Ordinarily, in this case scattering effects can be
neglected.

By (5.9), for a plane plasma layer in local thermodynamic equilibrium we
have

p o = o) (f - o). (5.36)

where the spectral absorption coefficient with induced emission accounted for is
given by

N,ooa(w)

) (1 —exp(—hw/O)).

k(w) =
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For a homogeneous plasma layer of thickness L, the solution of (5.36) in the
absence of other external sources has the form (the z-axis is perpendicular to the
layer):

fe(w) (1 = exp (=r(w)pz/p)), if 0<p<t,
flz,p,w) = (5.37)
fo (@) (1 — exp (s(@)p(L — 2) /), if —1< <0,

where 0 < x < L.
The flux of radiation leaving the plasma layer at * = L in the positive
direction of the z-axis (1 > 0) is given by the double integral

00 1
F+:/dw/dQ chwufz%rch/dw/duwuf.
0

n>0 0

In accordance with our assumption that the absorption coefficient x(w) is
small, in (5.37) we replace the exponential by its series expansion and retain only
the first two terms. This yields the following expression for the outgoing radiation
(for a more accurate solution for a plane layer see Subsection 5.7.6):

94
Ft =2mrppL " = kppL™")
4 2

where

Rp =

/ ﬁ(w)uiw) Y 7ﬁ<x) R (5.38)

4
/u(w dw T

is called the Planck mean absorption coefficient. Note that the expression for the
flux F* can be recast as

FT = 2kppLoT?,
where o = ca/4 = 1.028 - 10° W/(cm? eV*) is the Stefan-Boltzmann constant.

5.2 Quantum-mechanical expressions for the effective
photon absorption cross-sections

5.2.1 Absorption in spectral lines

The interaction of radiation with matter at high temperatures is determined by
the behavior of electrons in the electromagnetic radiation field. To describe this be-
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havior one usually applies the nonstationary perturbation theory to the electron—
radiation-field system. It is assumed that in the absence of a field the electron is
in some steady state belonging to the discrete or continuous spectrum.

In the nonrelativistic approximation the correction to the Hamiltonian is
equal to the difference between the kinetic energy of the electron in the presence
of the field and in its absence, respectively:

1 > e -\2 1/;
=, (p_ A) “ o P

c m
or
H=-CFAs © A (5.39)
me 2mc?
where :5': —1 h'V is the electron momentum operator and A is the vector potential

of the electromagnetic field.

The second term in (5.39) is essential only for high densities of radiation,
when multi-photon processes become important. As a result, the ion-radiation-
field interaction is approximately described by the operator

e ~ o

! — .

H T me ij.A]’
J

where the sum is taken over all electrons of the ion under consideration and A} is
the vector potential of the radiation field acting on the j-th electron.

In the first approximation of perturbation theory the total probability of
absorption of a photon per unit of time for the ion transition from state a to state
b can be calculated by the formula (see, e.g., [67, 30, 123, 205]):

2
3

<b‘z R () . ;7])
J

Here u(w) dw is the energy density of radiation in the interval (w,w + dw); wp, =
(ep—eq)/h, where €, and €, are the energies of the ion in the initial and final state,
respectively; k = wpa/c is the wave number of the photon; d) is the solid-angle

Wy = - 3 me? (Wha) / a0
= ulw
ab 2 - hwgam2 ba k

element in the direction of the wave vector E; @®) is the polarization unit vector
of the photon (s = 1,2); 7 is the position vector of the j-th electron of the ion.

The probability of absorption, per unit of time, of a photon with frequency
in the interval (w,w + dw) when the ion undergoes a transition from state a to
state b is given by the expression

W(w) dw = WapJap(w)dw,

where Ju;(w) denotes the profile of the absorption line ([ Jup(w)dw = 1). Ques-
tions concerning the broadening of spectral lines are treated in §5.4.
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In practice it is convenient to pass from transition probabilities to effective
cross-sections:

o(w) = W(w) =

cu(w)/(Twpa)
2
Toa? | iR (755,
Jap(w) 5 @00 s XS:/ko <b’zj:e @ pj)‘a>‘ (5.40)

(here ag denotes the Bohr radius and « is the fine-structure constant).

In most cases expression (5.40) can be simplified considerably using the elec-
tric dipole approximation. For an electron in a bound state with principal quantum
number n one has the estimate r; ~ n?/Z. Therefore, in (5.40) the argument of

the exponential k- 7 ~ wr;/cis usually small and for w < Zc/n? the exponential
can be replaced by 1.

Passing to the dipole approximation in (5.40) and taking into account the
relation between matrix elements of the momentum operator of the electron and
matrix elements of the position-vector operator, we obtain the following expres-
sion for the absorption cross-section for the ion transition from state a to state b
(integration over €2 for nonpolarized radiation gives the factor 87 /3; the profile
Jap(w) is normalized on the energy scale in atomic units):

o(w) = 2maad fap Jap(w), (5.41)
where f,; is the oscillator strength:

2 mwba

fab

|Z 7|b) ( (5.42)

The oscillator strength is a dimensionless quantity; its numerical values are smaller
than unity (cf. the theorem on the sum of oscillator strengths [28]).

To derive expressions (5.41)—(5.42) for the oscillator strength we used the
connection between the matrix elements of the momentum and position-vector
operators: (b|p|a) = —imwy, (b|7|a). As shown, for example, in [28], in a Coulomb
field Z/r one also has the relation

r3

Thus, in addition to (5.42), one can obtain two other expressions for the os-
cillator strength if we replace the operator 7*; by j; /wpa, or by Z7;/(w, rg’) If one
would use the exact wave functions of the states a and b, then the three expres-
sions would coincide. However, since in computations one uses approximate wave
functions, the three different ways of writing the oscillator strengths may lead to
different results. Usually the operators 7 and p/ws, lead to identical results; when
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the operator Z7/ (wga r3) is used, the calculation of oscillator strengths requires
highly accurate wave functions for small values of 7.

Now let us pass to the single-configuration approximation in (5.42). Suppose
that for a given electron configuration @) there is defined the set of occupation

numbers {Nﬁ;} and the wave functions for the states |a) and |b) are linear com-

binations of determinants (3.22) (we use perturbation theory to account for the
noncentral part of the electrostatic interaction of electrons and their spin-orbit
interaction). In the absence of external fields (and neglecting the inner electric
microfield) one can assume that the states |a) and |b) are characterized by some
value of the momentum J and its projection on the z-axis, M. Since for a given
configuration of the ion with fixed J and M there may be several states with dif-
ferent energies, we introduce an additional index «, which specifies uniquely the
state of the ion in the approximation adopted here. For the moment we will not
specify the type of the vector coupling, allowing the types LS, jj, or the coupling
of intermediate type (see §5.3 below). We have

la) = |7 JM) = Coy Uy, )=y T M) => Chyp Wl
q q’

where g, ‘112, A are the one-determinant wave functions, constructed, for ex-
ample, from one-electron functions of the form

77211/((1) = 7/’n€mzms (Fv 0) = 71n Rnf(T) (_1)m2Y2mz (197 SD)XémS (0)

Since the operator > j 7; is a sum of operators, each of which acts on the
coordinates of only one electron, the oscillator strength f,; will be different from
zero in the case when the final state of the ion differs from the initial state through
the position of only one electron (the description of the states a and b uses the
same one-electron wave functions), i.e.,

2

Jav = waa Z (CrZI)/M/)>k OgM|'Fa[3|27
qq’
o = [ waa)n(a) da, (5.43)

where ¥4 (q), ¥3(q) are the electron wave functions before and after transition.
Depending on the initial and final states of the electron, it is convenient to divide
the photon absorption processes into three groups:

1) absorption in spectral lines, or bound—bound transitions;
2) photoionization, or bound—free transitions;

3) inverse bremsstrahlung, or free—free transitions.
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The total cross-section of absorption in spectral lines (line absorption cross-
section), denoted here by opp(w), is obtained by averaging (5.41) with respect to
the initial state a = |QyJM) and summing over the final states b = |Q'~'J' M'):

opp(w) = 2720 ad ZP fab Jap(w (5.44)

where P, is the probability of the initial state of the ion.

In the calculation of oscillator strengths, an error in the value of wy, has only
a weak influence on the results of the computation, and so this quantity may be
replaced by the difference of the average energies over the configurations ¢ and
@', which differ by a change in the state of a single electron. In this approximation
wpa = Egr — Eg, where the energies averaged over configurations, Eg and Eg/, are

determined by the sets of occupation numbers {Nfﬁg} and {Nge/}. The probability
of the state is P, = g,Pq/gq, where g, is the statistical weight of state a, P,
is the probability of realization of configuration @ and g, is its statistical weight
(ZGGQ 9o = 9g)- Let us remark that such an approximation may turn to be
rather crude if the splitting over energies inside subconfigurations is a quantity of
the same order as or higher than the temperature of matter (see Subsection 5.5.3).

Since dipole transitions are possible only between configurations that differ
through the state of a single electron, which changes its orbital momentum by one
unit, summation over the final configurations ' can be replaced by summation
over the one-electron transitions nf — n/¢’. Suppose that in the initial state on
the level nt there are N = N 5 electrons, and that the corresponding number for
the level n’¢’ is N’ = N© - Then

40+ 2\ (40 4+ 2
9o = N N’ )

<]C\;f) (e _CJ;\!r)!N!'

One can assume that the form of the line J,;(w) depends only on the con-
figuration {N e} and the quantum numbers n¢ and n'¢’ of the initial and final
state of the electron. This corresponds to a group of lines being replaced by one
line of intensity equal to the sum of the intensities of all lines in the group (in the
multiplet). Here we also use such an approximation; however, in §5.5 it will be
shown how to account for the multiplet structure of the spectrum by means of a
certain effective profile.

where
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Since (see [205])

> {@vIM| Y FHIQY M| =
~JM~'J' M’ j
404+ 1\ /40 +1
(Ni_l)< N—”—) Z |<n€mm5|77|n/£/m/m;>|2,

we obtain the following expression for the line absorption cross-section [49, 191]:

N%,
Obb( =27 (LYCLOZPQ Z an [ 26/ _i 1) anE,n’Z’ JﬁQE,n’Z’(w)' (545)

nl,n'l’

Here er oo (w) is the form of the absorption line for the transition né — n'¢,

averaged over the states of configuration Q; fne e 18 the oscillator strength,
averaged over the quantum numbers m, mg of the initial states and summed over

the quantum numbers m’, m/, of the final states:

Q _ - 2
fnZ,n’E’ - 2€ +1 7% n;/ EQ’ - EQ) ‘Tnemms,n’f’m’m’s s (546)
Fn[mms,n’f/m’mg = / ZZJszmS (q)Fwn’l’m’m; (Q) dq‘ (547)

The sum over m, m, and m’, m/, in (5.46) is calculated by means of the relation
(see [28])

(+0+1 9
(Tng n/g/) 5 if ¢=/(4 17
N 2 2(20+1 ’
Z |rn€mm5,n’€’ 'm/. ( * )
s 0, it 0 AOE],
where
o
T’ng,n/g/ = /Rng(T)TRn/gl (’I") d’l’. (548)
0

The difference of the average energies of configurations in (5.46) can be re-
placed by the corresponding difference in the average-atom approximation accord-
ing to the Hartree-Fock-Slater model, which gives (see [204])
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EQ/ — EQ X Epy — Ene-
Therefore, for £/ = £+ 1

2 (+0+1

Q 2
101 = nl r n n n/ ’ . 5-49
fné,n 4 3 (5 4 € 5) 2(2€+ 1) (7“ Ln'l ) ( )

For high-Z plasmas relativistic effects may play essential role. In the first
approximation, we replace the one-electron functions nemm, by the functions
Ynejm, Where j is the quantum number characterizing the total momentum of the
electron (i.e., the sum of its orbital and spin momenta). Since in the calculation of
opb(w) it is particularly important to account for the position of the spectral line,
the relativistic corrections to the energy will be calculated by means of solutions
of the Dirac equations, while in the calculation of oscillator strengths for the wave
functions ¥y we will use the nonrelativistic approximation, in which

wnéjm(q) = Z CZZZ@ é wnémng (Q)a (550)

ms
mems

where Cgm 1 are the Clebsch-Gordan coefficients.
me 5 ms

Thus, for high-Z plasmas in formula (5.45) the quantities

Q5 Ny Q
ents Notr Tneme @) g9y Trtmre
must be replaced by, respectively,
NE,.
Q Q n't'j’ Q
entis Notjr Intjmrej (W), 25/ + 1 Frtj e
In this case we obtain for the oscillator strengths the expression

2 1 o 2
f??éj,n/é/j/ = 3 (En/l/j/ — Enfj)Zj 1 Z |rnljm,n/£’j’m’ , (55]_)

mm/’
where
'anjm,n/é’j’m’ = /w:,éjm Fwn’ﬂ’j/m’ dQ- (552)
As it follows from (5.50) and (5.52), the dipole matrix elements are expressed

through Clebsch-Gordan coefficients. Using the Wigner-Eckhart theorem [220],
one can carry out the summation in (5.51) over m, m/. This finally yields

1 . gy L
ey = 3 Cwry = 20ay) Q4+ D+ 4 OW? (5763 1) (aeare
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where W (¢'j'¢j; }1) is the Racah coefficient.
We see that the line absorption cross-section for high-Z plasmas can be writ-
ten in the form (compare with(5.45))

NS,
o /’/ ! Q
Tpb(w) = 2m ‘MOZPQ Z nfy ( 2j7+j1> fnfm 0t Ity (W)-

nlj,n'ej’

(5.53)

The main difficulty in calculating oy, (w) is that one has to account for a huge
number of configurations @, and in a number of cases for each such configuration
one has to account for the splitting of levels (see Subsection 5.3.3). Simplifications
are usually achieved by using various statistical methods to describe effectively
groups of spectral lines that correspond to collections of configurations with close
energies (see Subsections 5.5.3, 5.5.5), as well as by simplifying the quantities
figuring in (5.53).

At high temperatures the hydrogen-like wave functions may be used [143].
This simplifies considerably the computation of dipole matrix elements (5.48).
Substitution of the function

441
27 27,
RHZ(T) = Cnfeiznﬂ/n ( :€T> Lié——i_él—l ( ne’r)

in formula (5.48) yields

xo oo
Tt e = /e"’PN(:E)dx% /e_””PN(x)da:, (5.54)
0 0

where © = (Zpo/n+ Zpp /7)), xo = (Zpe/n+ Zywr/n') 1, and Py(z) is a
polynomial of degree N =n +n/.

Gauss quadrature using Laguerre polynomials allows one to calculate inte-
grals of the form (5.54) exactly up to degree N = 28, — 1, where Spax is the
number of nodes in the quadrature formula (for n < 10 one can take spmax = 12).
In this manner we obtain the formula

(rnf,n’l’)Z = ann’l’ (gnf,n/é’)Qa (555)

where

Smax
nn' Z asstné(xls)Mn’f’(J:QS)
s=1

gnf,n’l’ o (n’ ne + nZn/Z/)Q

)

/
- 2n an -
Ti1s = ’ Ts, To2s = 2‘rs — T1s,
N ZLine + nZn’Z’
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and

o) = [ Ve o

Here x5 and as are the nodes and respectively the weights in the Gauss quadrature

formula for the integral (5.54) using the Laguerre polynomials LY (z).

Table 5.1: Dipole matrix elements ry,¢ ¢ for gold with temperature 7" = 0.5 keV
and density p = 1.93 g/cm?

nt n'¢’  formula (5.55) WKB HFS
10 21 0.016 0.016 0.016
10 31 0.006 0.006 0.006
20 31 0.029 0.037  0.037
20 41 0.012 0.016 0.016
21 30 0.009 0.013 0.015
21 32 0.058 0.059  0.060
21 40 0.001 0.005  0.006
21 42 0.026 0.023 0.024
30 41 0.037 0.068  0.068
31 40 0.021 0.045  0.047
31 42 0.066 0.093  0.093
32 41 0.019 0.031  0.035
32 43 0.146 0.149 0.151

Table 5.1 lists the dipole matrix elements 7,¢,/¢ for gold with temperature
T = 0.5 keV and density p = 1.93 g/cm?, calculated by means of numerical
wave functions (HFS), the semiclassical wave functions (2.31) (WKB), and also by
formula (5.55). The table shows that the hydrogen-like approximation (5.55) gives
totally acceptable results for the basic transitions, though it fails to describe some
transitions with small values of 7,0 ,7¢ (See 7r21.40). Note that the semiclassical
wave functions yield a more accurate result than the hydrogen-like approximation
for all matrix elements.

Thus, the hydrogen-like approximation (5.55) may prove too crude to de-
scribe details of the absorption spectrum when weak lines in the spectrum are
important (see [142]).

5.2.2 Photoionization

We have considered transitions in which both the initial and the final state are
bound states. Now let us address the case when the final state (and also both
the initial and the final state) belong to the continuum. The photon absorption
processes in such transitions are referred to respectively as photoabsorption (pho-
toionization) and inverse bremsstrahlung. The cross-sections for such transitions
can be derived from the formula for opp(w) upon replacing the wave functions
R,¢(r) by the continuum wave functions R (1), normalized according to the
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conditions given in § 2.3 (for a more accurate analysis of photoionization processes
the reader is referred to, e.g., [229]).

Here the sum over the quantum numbers n’ must be replaced by the integral
over the energy ¢’. Moreover, if in the consideration of photoionization processes
one neglects broadening effects and the deviation of the occupancy of free electron
states from the average one, then the expression for the photoionization cross-
section in the nonrelativistic approximation takes on the form

opi(w) = 2m%a a} ZP > Nne/ (1—no)o(w—e +e2)f pde’,  (5.56)

nt, 0’
2 0+0+1 ,
N (2(% + 1)) (rneere)?, if £=0%1,
£y = (5.57)
0, if 0 A0+1.

For high-Z elements, if we introduce the relativistic corrections for the position of
photoionization thresholds, formula (5.56) can be recast as

opf(w) = 27 aaOZP Z MJ/ *€/+€gej)f7?éj78/pj/ de’; (5.58)

ntj,L'j’

1 1
ff?éj,!;‘/e/j' = 3 (5/ - Ean)(2j/ + 1)(6 + E/ + 1)W2 (5/]%], 9 ].> (’rngyslll)z. (559)

Here
To
s = [ Ruslr)rRoe (1) dr (5.60)
0

ne is the distribution function of free electrons

1

1+exp(€;'u)

and g is the boundary of the continuum.

Let us examine a method for calculating the radial integrals (5.60) in the
case when Coulomb wave functions are used. Obviously, the main contribution
to the value of the integral 7,/ . comes from the values of r in the region near

(5.61)

Ne =
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the maximum of Ry,(r). In accordance with the idea of the method of the trial
potential by means of which the Coulomb functions R,(r) are computed, in the
domain where the function R,(r) is notably different from zero the potential V(r)
can be replaced by the Coulomb potential with external screening

~ Zn,
V(T’) = Té - Ang.

It follows that when one computes the integrals r,,¢ /¢ in the essential integration
domain 7 < 7 < ry it is natural to use the radial wave functions R/ (), which

are solutions of the Schrodinger equation for the potential V (r):

Rep(r) = Cerpr Forpr(r) + Dergr Gerpr (1) (11 <17 < 19). (5.62)

Here FL 4 (7) is a particular solution of the Schrodinger equation with the potential
V (r) that behaves like ¢ +! when r — 0, and G4 (r) is another solution of the
same equation. The constants C./y and D,/ are to be found from the matching
conditions in r = 7y of the solution R/ (r) given by (5.62) and the solution of
the Schrodinger equation with the potential V(r) in the interval 0 < r < ry. If the
solution (5.62) is used starting with the value r = 0, then we must put Doy = 0.
One may expect that for small values of 71 the second term in (5.62) gives only a
small contribution in the integral ry¢ .4, especially for small values of the principal
quantum number n. The validity of this assumption was verified by comparing the
values of ry .rp» obtained directly by means of the solutions R,,(r) and R. (r) of
the Schrodinger equation with the values obtained by the method discussed here.

If one neglects the fact that the potential V(r) differs from V' (r) for r <
and one takes D./p» = 0, then instead of (5.62) one has [147]:

RE’@’ (7") = Calél FE’@’ (7"), (563)

where for e/ > A,

/ . ‘Z
Fop(r)=r"Tleibr p (Z 1,20 42, 2il<:r> . k=+v-2. (5.64)

k

Using the hydrogen-like wave functions for the bound and free states we
obtain

f B f B 24E’+5 n 4 £> f (/\))\€'+4><
et T I EL T gy~ D+ 0! \ Zne ) 204177
el
() (n =1+ L )pn 20N = @uv o W] T] [0 = DA+ 5%, (5.65)

s=1



5.2 Quantum-mechanical effective cross-sections 167

2
1 V)
e — g0 2n2’

A 1—A
exp | —4n 17/\3,1rctg \
, it A<,
1—e -2 \/ A
Xp ™ALLy

exp(—4n), ifA=1,

A A—1
exp<4n\//\_1arcth\/ A\ ), if A>1.

When /¢ =1, ¢/ = 0 the product Hil:l [(n? — s*)A + s?] must be replaced
by 1. The functions @,,¢(A) are calculated by means of the recursion relations

A=Ay = (s = max((,0');

fn(/\) =

Ome(A) = —(m — 1) (m + 20)@m—2.0(X) + 2[2)\(m +4—n)—m— E] Om—1,0(A),
where m =0,1,2,..., oe(A) =1, p_1(A) =0.

Figure 5.2 (T' = 0) compares experimental values of the photoionization cross-
section in gold [243], obtained under normal conditions, with computational results
in various approximations. The calculations were carried out for the temperature
T =1 eV and density p = 0.1 g/cm?, since the photoionization cross-sections are
practically independent of temperature in the considered range of photon energies
hw > 0.1 keV (to simplify notation, here and in what follows we will write w
instead hw in our graphs). For T' ~ 0 there is also no dependence on density, since
the cross-sections are expressed in cm?/g. The calculations of the photoionization
thresholds and effective charges were carried out by using the code THERMOS
and the Hartree-Fock-Slater potential with relativistic corrections accounted for.

As the graphs demonstrate, the results obtained by using numerical wave
functions agree well with the experimental values in the whole range of photon
energies. As expected, for T' = 0 the hydrogen-like approximation yields good
results for all inner shells (n < 3), which allows one to simplify considerably
the calculations for large photon energies. For the temperature T = 1 keV the
hydrogen-like approximation agrees with the numerical calculations for all the
shells accounted for (n < 9)
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Figure 5.2: Dependence of the photoionization cross-section in gold (measured in
cm?/g) on the energy of photons in keV. The solid [resp., dashed] curve shows
the results of calculations with the code THERMOS using numerical wave func-
tions [resp., the hydrogen-like approximation (5.65)]. In the upper figure the small
triangles indicate experimental values [243]

5.2.3 Inverse bremsstrahlung

When one calculates the inverse bremsstrahlung cross-sections one can neglect the
deviation of the occupation numbers of the initial state from their mean values,
i.e., one can replace Py, Egl and Ng@ by 1, ¢ and 2(2¢ 4 1)n., respectively, and
also neglect relativistic effects. In this approximation the cross-section, calculated
per one atom cell, has the form

og(w) =27 aaozz // 20+ 1)n.(1—ne)d(w+e—¢") fererer dede’. (5.66)

Co=tx12 2

The summation over £ is carried out from £ = 0 to £ = f;,.x. The maximal
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orbital momentum /.., is defined so that when ¢ > ¢, the domain of classical
motion of the electron lies beyond the limits of the atom cell. To carry out the
summation one can use the Gauss quadrature formulas, which rely on Chebyshev
polynomials of a discrete variable [154]. To calculate the oscillator strengths it is
convenient to use the matrix elements of the acceleration, which give the main
contribution for small r:

o 2
(+0+1 1 dv
&) /Rse(T) dff) Rerpr(r)dr| . (5.67)
0

Jetert = 390 41) (o —

The inverse bremsstrahlung cross-section (5.66) may be alternatively written
using the Gaunt generalized factor g(e,&’):

16maa? Z2 7
aalw) = [ e ngle < de, (5.68)
0

where Zj is the average number of free electrons, ¢ = & + w. The Gaunt factor is
chosen so that in the Kramers approximation g(g,¢’) = 1.

Calculations based on formula (5.66) are rather time consuming, so in prac-
tice one resorts to various approximations. For example, in the Born-Elwert ap-
proximation the function g(e,&’) can be written in the form

g(e,€’) (5.69)

_ \/3\/6’1 \/€/+\/5 1 —exp [727TZO/\/25/}
Ve Ve —\/e) 1 —exp [—27TZ0/\/25]'

The inverse bremsstrahlung absorption cross-section (5.68) with the factor
g(e,€’) in formula (5.69) differs from the commonly used Born-Elwert approxi-
mation [205] by accounting for degeneracy effects. Computational results for the
inverse bremsstrahlung cross-section by formula (5.68) for an iron plasma in es-
sentially different temperature and density ranges are shown in Figure 5.3. For
comparison, results of computations carried out with the code STA [242] using
numerical wave functions are shown as well. For temperature T' = 20 eV and den-
sity p = 107% g/cm3 (rarefied plasma, see Figure 5.3a), in the calculation with
numerical wave functions special methods of summation over the quantum num-
ber ¢ had to be used, because the number of terms in (5.66) is very large. For
temperature 7 = 600 eV and density p = 8 g/cm? (dense hot plasma, see Figure
5.3b), the main difficulty is to integrate numerically with respect to the energy ¢,
because for large € the integrands are rapidly oscillating functions.

As the figures show, in the region of not too large photon energies (w/6 < 5)
the results of the calculations using wave functions and those using the approxi-
mation (5.68), (5.69) practically coincide.
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Figure 5.3: Dependence of the photoionization cross-section in iron (measured
in cm?/g) on the energy of photons, measured in eV. The continuous [resp.,
hatched] curve shows the results obtained using formula (5.68) [resp., the code
STA]. The calculations were carried out for temperature 7' = 20 eV and density
p=10"% g/cm? [Figure (a)], and also for T'= 600 eV and p = 8 g/cm? (b)

5.2.4 Compton scattering

Using the Klein-Nishina formula and results of [199], the following interpolation
formula was derived for the Compton scattering cross-section [147]:

(W) = 8; a*a2Z, f(E,T), (5.70)

where E is the photon energy, T' the plasma temperature (both E and 7T are
expressed in keV),

1, if T<2 or FE<0.25,
f(E’T){a(E)(T—Q)-i-b(E), if 7>2 and E>0.25
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o(E) = 2.04-107°F — 6.44-107*V/E 4+ 5.13-1073, if E < 210,
" 13.04-107%E —1.455-107*VE +1.53-1073, if FE > 210;

b(E) = 5.622-107*E — 5.365-1072VE + 1.1116, if E < 210,
~18.455-1074E — 5.157 - 102V E 4+ 1.0273, if E > 210.

5.2.5 The total absorption cross-section

The total absorption cross-section that accounts for induced emission and scatter-
ing processes is given by the sum

o(@) = (1= ™) foun(@) + oue(w) + 05(@)] + ouw), @=L (5T

The absorption coefficient measured in ¢cm?/g (opacity) has the form
o(w), (5.72)

where Ny is the Avogadro number and A the atomic weight.

The contribution of various processes to the Rosseland mean is illustrated in
Table 5.2 for iron. As the table clearly shows, the lines determine the Rosseland
mean free path for small and moderate densities; for very large densities inverse
bremsstrahlung becomes dominant.

Table 5.2: Influence of various absorption processes on the Rosseland mean in an
iron plasma with temperature 7' = 100 eV and different densities. The Rosseland
means in cm? /g are shown: kg accounts for all processes; kR ™ neglects the spectral
lines; ng accounts only for inverse bremsstrahlung

p, g/cm? KR RE" rcg

0.0001 9.19 1.57 0.0094

0.001 38.6 11.4 0.0773
0.01 261 89.4 0.641
0.1 1240 551 4.48
1 2820 1760 27.5
7.86 4130 3190 171
50 8500 8400 785

1000 21600 21600 20900
10000 29700 29600 28400
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For a mixture of elements Z; (i=1,--- , N) with mass fractions m; (> m;=1)
we have

K(w) = Na Z Z: oi(w), (5.73)

where A; is the atomic weight and o;(w) the absorption cross-section of the i-th
element (see also [190, 181]).

5.3 Peculiarities of photon absorption in spectral lines

Among the processes of photon absorption by electrons listed in §5.2, the most
important from a theoretical as well as volume of computations point of view is
the process of photon absorption in spectral lines. The reason is that in order
to account for the spectral lines it is necessary, first, to describe in detail the
structure of levels (terms) of a huge number of individual ion states in plasma
and find the probability of realization of such states. Second, the structure of
the terms gives only the position of the spectral lines, and to determine their
intensities (oscillator strengths) it is necessary to construct the wave functions of
all ion states in plasma. Finally, the most difficult task is the calculation of the
form (profile) of the absorption lines, which determine the effects of the interaction
of an ion with free electrons and other ions of the plasma, and with the radiation
field, and also the Doppler effect. A large body of literature is devoted to these
problems, including widely known monographs and textbooks (see, e.g., [75]). Our
aim here is to construct algorithms that would yield satisfactory results even in the
presence of hundreds of thousands of spectral lines. In this section we will consider
the probability distributions of various ion states and the position of spectral lines.
The calculations of line profiles will be treated in the next section.

5.3.1 Probability distribution of excited ion states

The probability distribution Py of excited ion states for a configuration ) with
occupation numbers N@ (where v is the set of quantum numbers determining
a one-electron level) can be calculated starting from the Gibbs distribution. To
simplify formulas, we will assume that the temperature is sufficiently high, so that
the splitting with respect to terms may be considered small compared with the
temperature. Moreover, we shall assume that the interaction with free electrons is
accounted for in the calculation of the ion energy Eg. In this approximation

1 Eo — puN,
PQ:QngXp<— Q 0M Q),

where Eg is the energy of the ion averaged over the configuration @, u is the
chemical potential, Ng = 2:]\[52 , and gg denotes the statistical weight of the
v
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configuration @,
g0 = H 9v _ H 9!
¢ U\ng) L Ny, - N2y

and finally € is the partition function over all ion configurations:
Eq — pNq
Q= — .
Saeen (<707

To get a preliminary estimate for the most probable configurations one can
use the binomial distribution [45]. In this approximation the probabilities of level

occupancy
1

Pv = £, — U
1 1%
—l—exp( 0 )

are assumed to be independent, and the total probability of realization of a config-
uration @ with given occupation numbers N is given by the binomial distribution

in 9v NVQ L—N@
rgr=1] (NVQ>p,, (1 —p,)9 =N, (5.74)

For the Gibbs distribution it is convenient to use instead of Py the notation

P, FEis — FEr s
Piu= ( greexp ( e ’“) (5.75)
k

where k is the ionization degree of the configuration Q@ (k=0,1,...,knax = Z);
s is the number of the excited state (s = 0,1,2,...); ko, So are the ionization
degree and the number of state of the most probable ion (the ion whose occupa-
tion numbers are the closest to the average values); Py, is the probability of the
ion being in the state s with ionization degree k (P, = >, Pis), and €2 is the
corresponding partition function:

Qk _ Z s €XP (_ Eks _aEkoso ) )

The probabilities Py satisfy the normalization condition ), P, = 1.

In computations one usually takes into account only those configurations
for which Py is larger than some prescribed value. This condition determines the
range of variation of the occupation numbers N%.

To calculate the probabilities Py it is necessary to find the connection be-
tween ionization and the chemical potential. Let us assume that the average-atom
model gives the correct value of the ionization; then necessarily >, kP, = Zo.
Starting from (5.75), we obtain the following system of equations for the determi-
nation of Py (see the derivation of the Saha equations in Subsection 6.2.2):



174 Chapter 5. Interaction of radiation with matter

Peyr o _ CQk-H

P Q ’

P o= 1, (5.76)
k

Y. kP, = Zo;

2

here ¢ = exp(—p/0) and p is the chemical potential.
It is convenient to rewrite the last equation in (5.76) in the form

¢ a ZF = Zy, (5.77)
where
Emax
F=F(Q) =" foQ). fulQ)= D CFHokm .
k=0

Equation (5.77) is solved by Newton’s method:

CoHD) — ) fofo+ f320 — f7

fofo+ fofi — [ C:<<P>7

p=0,1,..., (5.78)

where the initial value ¢(9) is calculated by means of the average-atom model. The
iteration scheme (5.78) is analogous to the scheme used to find the ion concentra-
tions in the Saha model (6.55). Let us remark that for the calculation of f,,(¢)
in the summation over k one can start with k = kg, and subsequently increase or
decrease k till the corresponding states become of low probability.

As an example let us consider the probability distribution of excited ion states
in gold, computed for various temperatures (see Figure 5.4). It is evident that
for temperature 7" =1 keV the binomial distribution and the Gibss distribution
differ only slightly from one another, whereas for 7' = 50 eV the difference is
considerable.

5.3.2 Position of spectral lines

To calculate the center of a group of absorption spectral lines for a one-electron
transition a — 3, let us consider two configurations @ = {N@} and Q' = {NQ }.
Configuration @’ differs from @ by the position of one electron:

N@. ifv#ab,
N ={NQ -1, ifv=a,

N +1, ifv=g.
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Figure 5.4: Dependence of the probability distribution of excited ion states on the
ionization degree k for a gold plasma with density p = 0.1 g/cm? at temperatures:
(a) T =1keV, (b) T =50 eV. The continuous [resp., hatched] line represents the
probability distribution obtained by using the Gibbs distribution (5.75) [resp., the
binomial distribution (5.74)]

In the nonrelativistic approach the center of the group of lines is approxi-
mately determined by the difference between the energies of the configuration @
and @’ (see formula (3.39)):

EQ’_EQ:Ia_Iﬁ+ZN1?(Huﬁ_Hua)+(Haa H, )

(5.79)

Calculating Fg by means of the wave functions obtained, say, in the Hartree-
Fock-Slater model, one can set, in the simplest approximation,

Wap = EQ/ — EQ.

(5.80)
When hydrogen-like wave functions are used, if we put o = nf, 8 = n'¢’,

v = nf and retain only the first terms in the expansion of Eg in Slater integrals,
we obtain the expression (see Subsection 3.2.3 ):

7 1d> (+1) Z Znt(Zne — 27)
Ing = /Rn[('l”) (2 dr2 + 27‘2 — ’f‘) Rn@("")d’l’ ~ 2’[’[,2 B
0
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o0 o0
) L 2 ~
Hypne = F 0= re Ry (r) Ry p(ra)dridry ~
00
Smax 2 Smax 2
an Zné = Mne(us) - Mﬁj(vss’)
2 2= § ag § Qg Ug! )
n 2n’n Ug Vg
s=1 s'=1
where
ML e nZﬁg
Us = _ Ts Vss! = Tg' + _ Ts
NLne + Ny ’ NZne +nZyg ’

Moe () = ¢ v L),

Relativistic corrections can be incorporated by setting

Wntjn'ejr = Wnin'e + En'erj’ — En/er — Entj + €ne- (581)

For the oscillator strengths the formulas (5.49) and (5.55) remain valid.

5.3.3 Atom wave functions and addition of momenta

In the central-field approximation, to each configuration ) there corresponds a
set of states that differ from one another through the orientation of the orbital
and spin momenta of the electrons. Assigning all these states to one and the same
energy level of the ion (atom) is possible only as long as we neglect the spin-orbit
interaction as well as that part of the electrostatic interaction between electrons
that is not accounted for in the central-field approximation.

The joint consideration of such interactions is a rather difficult task, so one
usually resorts to perturbation theory, assuming that one of the interactions is
much weaker than the other. In the resulting approximation the ion wave function
can be constructed by specifying a scheme for addition of momenta, based on some
type of vector coupling between them. When one speaks about different types of
coupling it is implied that the electrostatic and spin-orbit interactions that are
not accounted for in the self-consistent potential may be interpreted as couplings
of various types between the orbital momentum vectors 7 and the spin momentum
vectors § of the electrons of the ion.

The principal part of the energy of spin-orbit interaction is given by the
expression

a?21dv -

o = — {3, .82
Vao 2rdr5 (5:82)
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where V' = V(r) is the potential in which the electron moves. As a rule, for low-
Z atoms the spin-orbit interaction is considerably weaker than the electrostatic
one, and so the former is neglected due to the presence of the small parameter

2 in (5.82). In such cases one uses the approximation of the LS-coupling; here
the orbital and spin momenta are coupled (added) independently, and the total
momentum of the ion is J = L + S.

When Z is increased, the relative role played by the spin-orbit interaction
grows rapidly, and it no longer makes sense to speak about the orbital and spin
momenta of the electron as separate entities. Rather it only makes sense to speak
about the total momentum of each electron, ] = 7+ § In this case one usually
resorts to the jj-coupling approximation, in which one first couples the momenta
E and §; in the total momentum j;, and then all these individual momenta are
coupled in the total momentum of the ion, J = Z ji- For a detailed description of
the corresponding methods the reader is referred to the books [48, 102, 156, 37,
221, 195, 212].

For multi-charged, multi-electron ions the LS- or jj-coupling approximation,
as a rule, is not applicable, since the spin-orbit interaction and the electrostatic
interaction not accounted for in the self-consistent potentials are quantities of
the same order of magnitude (especially for p — d or d — f transitions inside a
shell). In this case it is necessary to resort to an approximation based on an
intermediate-type coupling scheme and account simultaneously for the spin-orbit
interaction and the noncentral part of the Coulomb interaction. In many cases
it is necessary to incorporate the interaction between configurations and thus
use a multi-configuration approximation [195]. We shall use a method for the
construction of ion wave functions [48] which, despite being relatively demanding
from the computational point of view, is sufficiently transparent.

Let us consider a coupling of intermediate type that uses the one-electron
functions in the representation nfjm. For a given configuration @ = {Ny,}, we
will take into account all its subconfigurations ¢ = {N,¢jm} with occupation
numbers Ny¢jm,, which can take the values 0 or 1, so that ij Nngjm = Npe. For
each subconfiguration g one can construct the one-determinant function

1 N
\I/qM = \/N| det ||'LZJ¢(7"]€7O']€)||7 (583)

where k =1,2,..., N (N is the number of electrons: N = > N,¢), and to each ¢
we associate the quantum numbers nfjm, which determine the state of an electron
with the wave function

wnéjm(”?a U) = iRnE(’r) Z ij ( 1)mZYv€me (197()0) X;ms (J) (584)

g X >Ms
mMe,Ms
The radial functions R,¢(r) can be obtained by solving the Hartee-Fock-Slater
equation, in which case the functions 1,¢;m, will be eigenfunctions of the Hamil-
tonian
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Ho(7) = —;A V), (5.85)

where V(r) is the Hartree-Fock-Slater self-consistent potential.

For a multi-electron ion the Hamiltonian H is not the sum of the Hamilto-
nians (5.85) for all electrons, because (5.85) accounts only for the principal part
of the interaction, which can be described by the central self-consistent potential.
The remaining, noncentral part and other interactions (in particular, the spin-orbit
one) represent corrections to the sum of the expressions (5.85) over all electrons,

> ﬁo(ﬂ), and can be incorporated by perturbation theory. For the sake of defi-
niteness we will consider only the main corrections, setting (see [156])

~ 1 Z 1 a? 1dV -
o= A — - 05, 5.86
Z[ 2 TJ+Z|ﬁ-m 2 2oy g% (539

i<j i
where in addition to the electrostatic interactions of electrons with the nucleus and
between themselves we have included the main part of their spin-orbit interaction.

The one-determinant function ¥,/ is an eigenfunction of the operator of the
projection of the total angular momentum on the z-axis, the magnitude of which
is given by

M= Z MNpgjm-

n,L,5,m
We shall seek the wave function of the ion, which is a joint eigenfunction of

the operators fz, J? and H , in the first order of perturbation theory. It is known
that in our case it suffices that the sought-for function ¥,y be an eigenfunction

of the operator H , because then it also is an eigenfunction of the operators J? and
J. (see [48]; the supplementary index 7 was introduced to distinguish between the
solutions with the same J and M). Let us represent the function ¥.,75s as a linear
combination of functions (5.83):

Vogn =Y Cli¥on. (5.87)
q
The coefficients of this decomposition are found by solving the secular equation

> i (afle) - E) =0, (5.38)

where each eigenvalue & = F,jy and each eigenvector {C’;Ii[ correspond to

specified values of v, J and M. The condition that the energy E is independent of
M allows one to classify the states and determine the quantities J and M for each
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solution. If for certain J and M there are several such vectors, then the index =y
is used to distinguish between them.

The matrix (g|H|q') is calculated as follows (see [48]). For diagonal elements,
i.e., for ¢ = ¢/, we have

~ 1
(lHlg) = > Nalla+ AEL) + ) Y~ NaNsHap, (5.89)
« @,5

where

a = {nljm}, B={n'l'j'm'},

n .. 3
AE, Caa{a(ja—&—l)—fa(ﬁa—kl)— },
2 4
B a 1dV _,
Cne = 2 /r dr By (r) dr

0

A two-electron matrix element is given by the expression

Hap = ( aﬂ) ( ),

where

JoR =2 [ T R R T g g,

|71 — 7%

Z/ w 1,0 '(/Jﬁ 72,0 Wa(W,UWﬁ(ThU) i di

|71 — 75|

(in the last expression the nonzero terms correspond to the states a and § with
the same direction of the spin). If the subconfiguration ¢’ is obtained from the
subconfiguration g by changing the state of a single electron (say, in configuration
g that electron occupies the state «, while in ¢’ it occupies the state 7), then

L)

where P is the number of permutations needed to obtain subconfinguration ¢ from
subconfiguration ¢’ (see [48]). If one chooses some enumeration of all possible states
of electrons for which o < 3, v < §, then P will be equal to the sum of all occupied
states lying between o and (3, as well as between ~ and §.

(q|H|q) = ZNﬁ(aﬁ’ ‘76 {
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In the case when two electrons change state (« — v, 5 — 9),

).

In the remaining cases, when more than two electrons change states, (¢'|H|q) = 0.

vd) — |

Wl = (0" (e

T12

1
In the calculation of the matrix elements (aﬂ‘ ~0) by using the one-
T12

electron wave functions (5.84) one can integrate with respect to the angular vari-
ables and sum with respect to the spin variable ¢. This yields

_ mao+m —m‘—m/,
(aB , v6) = E E (Sma*mw,mé*m[i(_l) oTTIe T TS ¢
12 Mg, M), Ma, MG, My, M
JaMa Jsmp Jny My Jsms
CZ Mea 2Tn, Lgmg ém’ CZ Ty 21ng Lsmgs ém’gx
Z k k (k)
Dfa,ma—mS;ZW,mw—msDég,mﬁ—m;;é(g,mg—m’sRaﬁ'y&
k
where

D?ﬁz,ﬁ’ﬁm’ = (-1)™" w \/(25 +1)(20 +1)x

rk
555)’75 // kil Ry, )Rnﬁl,a (T2)Rn757 (r1)Rnges (r2) dry dry. (5.90)

The calculation of the eigenvectors and eigenfunctions can be done by means of
the standard schemes, for example, by Jacobi’s method [16, 226].

EXAMPLE. Let us examine in more detail the case of two p-electrons in the one-
configuration approximation, assuming a coupling of intermediate type, i.e., con-
sidering that the corrections due to the spin-orbit interaction and the noncentral
part of the electrostatic interaction are of the same order. Two p-electrons may oc-
cupy 6 different states with different quantum numbers j,m (j = 1/2, m = £1/2;
Jj =3/2,m = +£1/2,43/2). The one-electron wave functions of these states are
given by formula (5.85). The one-determinant function of a subconfiguration ¢
whose states v; = jymy and vy = jomsg are occupied has the form

1 7/%(7?1,01) 7/%(7?2,02)
V2|, (71 00) s (P r2)

Wnr =
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(here we neglect the interaction between unoccupied and occupied shells).

Since M = my + ms, then, for example, for M = 2 one has two different
one-determinant functions with j; = 3/2,m; = 3/2; jo = 3/2, my = 1/2 and
J1=3/2,m1 = 3/2; jo = 1/2, my = 1/2. In what follows ¢ will be specified by the
occupancy of the state j;m;, i.e., ¢ = 3/2,43/2; 3/2,+1/2 means that Nzs =1,
N1 =1, and all the remaining N;,,,, = 0. For M = 2 the matrix < ¢|H|¢’ > has

3
th2e 2form

y FRy—-3F+¢ —/8F,

N
+

[\CRVL}

[\CRVL}
+

+55 +o —V8F; Fo—Fy—¢/2

N W

Here

a Vi(r) 0 I e
(=- / r wa(r) dr, Fy= R’ﬁtl)nl,néné7 Fy, = 25R£z€)n€,nlnl7

where RSZ)M’MM are the Slater integrals (5.90) for the shell with principal quantum
number n and orbital number ¢ = 1. We remind the reader that we are calculating
the energy for only two p-electrons. The diagonalization of this matrix yields two

levels:
17y
Dy 5 3 9 9
3P2,}—F0—2F2+C/4j:\/9F2—2F2C+IGC

(we use the traditional notation, indicating the dominating term).

For M =1 we have

3 3.3 1 3 3.1 1 3 1.1 1
/q o T3l = 5 T3l = 2 Taia 1t
q
5433 1 R -3+ —V2F, —V6F,
3 +33 -3 —V/2F, Fy—4F, — (/2 V3E,
5 taip ty VR V3F, Fy—2F, — /2

The diagonalization of this matrix gives three levels; two of them coincide with
the ones obtained above, while the third has the form

3P = Fy —5F, + (/2.
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Finally, for M = 0 we have

a 2t2i5—5 5t2i5—2 5F2i2—2 5-252F2 2t22 2
q
543533 R+R+( 4R —V/2F, —V2F, 5F,
s+3ia—2 —4F, R+ FR+¢ V2P —V2F, 5P,
St V2R —V2F,  Fy—-3F+(/2 2P 0
2" 22T 2 —V2F —V2F; 2F,  Fy—3F+(/2 0
3t 32— 3 5F, —5F, 0 0 Fo—2¢

The diagonalization of this matrix yields, in addition to the levels already
obtained, the following levels:

Lg! 5 225 15 9
SPE} = F0+2F2—§/2i\/ 1 F2+ 2F2(+4§2.

Table 5.3 shows numerical results for various configurations of np? ions of
aluminum, iron, molybdenum and gold, obtained by direct diagonalization of the
matrix considered here (the results coincide with those of calculations employ-
ing the analytic formulas). The term energies are given in atomic units and are
measured from the minimal energy for the configuration. The values of the Slater
integrals and of the parameters (, calculated according to the Hartree-Fock-Slater
model for the corresponding configurations, are displayed in Table 5.4.

Table 5.3: Term energies, in atomic units, for various configurations of np? ions of
aluminum, iron, molybdenum and gold

term J Al Fe Mo Au

3p! 0 0.0000 0.0000 0.0000 0.0000
0.0084 0.0410 0.0695 0.5300
2 0.0230 0.0849 0.1153 0.6037

—_

1p’ 2 0.2183 0.2324 0.2411 1.1892

Lg 0 0.5212 0.4640 0.3974 1.3566
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Table 5.4: The Slater integrals and the parameters (, in atomic units, for the above
configurations of np? ions of aluminum, iron, molybdenum and gold (see Table 5.3)

Element n Configuration R'(r)zlnl,nlnl Rilnl,nlnl ¢
(lower shells
are fully occupied)
Al 2 252 2p? 1.79271 0.84045 0.00151
Fe 3 352 3p? 1.25282 0.63666 0.00551
Mo 4 452 4p? 0.80900 0.43070 0.07596
Au 5 552 5p? 0.90334 0.49448 0.40953

As one sees in the tables, the magnitude of the multiplet splitting reaches
35 eV for gold, which is considerably higher than the width of the spectral line (see
further in §5.4). The effects of multiplet splitting are particularly important when
the main contributors to the Rosseland mean free path are the p — d and d — f
transitions of multielectron ions (see §5.5). In this case the number of components
of the multiplet reaches several hundreds or even thousands.

5.4 Shape of spectral lines

Since an ion can be in an excited state only for a finite time interval 7, according
to the well-known uncertainty principle the energy of the ion in such a state
is defined up to an error of AE ~ h/7r. Consequently, a spectral line cannot
be monochromatic; rather, it is a set of lines, i.e., it has a certain shape. The
probability of absorption of a photon with frequency in the interval w, w4+ dw, per
unit of time, when the ion changes from a state a to a state b is equal to

W(w)dw = Wy J(w) dw, (5.91)

where Wy, is the total transition probability (per unit of time) from state a to
state b, i.e.,

J W) do=wa,

which is equivalent to the normalization / J(w)dw = 1. The expression for the

transition probability W, is given in Subsection 5.2.1. Here we are interested only
in the relative distribution of the intensity J(w).
In the framework of classical electrodynamics the intensity distribution of a
spectral line is described by the Lorentz dispersion formula
1 /2

T = o= wn)? + (/202 (5.92)
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(here wyq is the position of the center of the spectral line and + is called the line
width). The quantum-mechanical consideration of the interaction of a free atom
with an electromagnetic field also leads to formula (5.92). In that approach the
quantity v is called the natural (or radiation) width of the line. In the general
case, when the profile of the line is not Lorentzian, the term line width signifies
the distance between the points of the contour in which the intensity is equal to
half the maximal value.

According to quantum theory, the natural width - of the line in the transition
from state a to state b is equal to the sum of the widths of the initial and final
states: v = v+, where v, = 1/7,, 7, is the mean lifetime of the atom in state q;
~vp» = 1/73, 7 is the mean life time of the atom in state b. In addition to the natural
broadening, there are other effects that result in the broadening of spectral lines.

First, collisions of electrons (and also of ions) with the ion under consideration
reduces the ion’s lifetime in the given excited state.

Second, electrical fields in a plasma split and shift energy levels. Conse-
quently, instead of a single line with definite frequency one observes many lines
with frequencies close to one another, emitted by different ions. This effect is called
Stark broadening.

Further, the chaotic thermal motion of the radiating ions results in a fre-
quency shift of the spectral lines emitted by a moving ion. This is known as the
Doppler broadening of lines.

Moreover, the autoionization process that accompanies photon emission may
also contribute to line broadening (Auger effect, see Subsection 5.4.7). As a rule,
for a dense hot plasma this effect may be neglected.

At thermodynamic equilibrium the shape of the absorption line coincides with
the shape of the emission line. Due to the fact that spectral lines are not strictly
monochromatic, but occupy some frequency band, bound—bound transitions may
exert a considerable influence on the Rosseland mean free path of photons, because
the number of spectral lines for high-Z elements may be huge.

5.4.1 Doppler effect

The simplest among the effects leading to broadening of spectral lines is the
Doppler effect.

Let J(w) dw be the intensity distribution when the Doppler effect is neglected.
If an ion emits a spectral line with frequency w’ and moves with velocity v in the
direction of the observer, then what one sees in the fixed coordinate system is
a spectral line with frequency w = w'(1 4+ v/c). This means that the intensity
distribution of the spectral line for the given values w’ and v will be J(w') =
d(w—w'(1+v/0)dw.

Let W(v) be the distribution function (normalized to 1) of ions according to
the projections of the velocities on a distinguished direction. Then the probability
that an ion whose velocity in the direction of the line of sight lies in the interval
(v,v + dv) will emit a line with frequency in the interval (o', w’ + dw’) is equal
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to the product J(w') dw’ W (v) dv. We see that intensity distribution in the fixed
coordinate system with the Doppler effect accounted for has the form

P (w) dw = dw/5 (w — o' (1 + z)> J(W) W (v) do' dv.

Integrating with respect to w’ and putting (1 4+ v/c)*1 ~ 1—wv/c, we obtain

In the case when the velocity distribution of ions is Maxwellian, i.e.,

M Mov?
W(v)dv = \/2770 exp <— 09 ) dv, (5.93)

where M = 1836 A is the ion mass and A the atomic weight, we have

1 7 2 2
P (w) = JnD /J (w—s) e /P ds, (5.94)
0
w |26
D= .
c \/M

5.4.2 Electron broadening in the impact approximation

The effect of the interaction of a radiating ion with other ions and electrons on the
shape of spectral lines was studied in a large number of works (see, e.g., [18, 112,
85, 75, 114, 177, 178, 84]). Here we shall confine ourselves to the consideration of
two limit cases, the first of which corresponds to the interaction of slow particles
with a radiating atom (quasi-static broadening), while the second deals with the
interaction of fast particles (impact broadening).

In the first case the interaction changes little over the duration of the photon
absorption process under consideration, i.e., it is quasi-static and leads mainly
to a line shift. In this case the line intensity distribution J(w)dw is equal to the
probability that the position of the line will lie in the interval w, w + dw when
the interaction with perturbing particles is accounted for. In the temperature
and density ranges we are interested in, the quasi-static theory describes well
the interaction with ions, since the mean lifetime of excited states of an ion is
considerably shorter than the time a ion requires to fly a distance of the order of
the mean distance between ions. Ion broadening accounted for in the framework
of the quasi-static approximation will be considered in Subsection 5.4.6.

Electron broadening is usually considered in the impact approximation, be-
cause electron velocities are much greater than ion velocities. An elementary treat-
ment of the impact theory was first given by Lorentz. According to Lorentz, when
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the perturbing particles collide with a radiating atom they completely terminate
the radiation process, as a result of which radiation is no longer monochromatic.

Suppose that an atom emits radiation of frequency wg in the time interval
from 0 to T'. Then the amplitude distribution, which can be obtained by expansion
in a Fourier integral, will be equal to

T
J(w,T) ~ / gilw—wn)t gy —
0

ei(w—wo)t -1

i(w—wo) |jop

If one could observe a single radiation act, then the intensity distribution according
to frequencies would be proportional to |.J(w,T)|?dw. However, the observed line
is a mixture of radiation emmited by many atoms, which radiate during different
time intervals, the mean value of which 7 is given by 7 = 1/, where v, is the
collision frequency. The probability that a given atom radiates in the time interval
T is 7—te~T/7. It follows that the intensity distribution of the observed line is

o0
_ 1 2 T/t ~ 1
Jw) = /|J(w,T)| AT
0
Thus, we obtained the Lorentz dispersion curve, whose total width at half of the
maximum of the intensity is 2v..
The Lorentz profile may be obtained by examining the radiation processes in
a more rigorous way. Let us consider a quantum-mechanical system consisting of
an ion, free electrons and a radiation field. The total Hamiltonian of this system
can be written as a sum

‘H=H, +H,+ H, + Hi, + Hy, + H,, (5.95)

where H; is the Hamiltonian of the considered ion in the field F generated by
other ions, H, the Hamiltonian of the free electrons and H, the Hamiltonian of
the radiation field; Hi., H;, and H,, describe the interaction of the ion with the
free electrons, of the ion with the radiation field, and of the free electrons with the
radiation field, respectively. The term H,, has only a weak influence on the shape
of spectral lines and will be neglected in what follows, as is usually done in the
study of line broadening.

5.4.3 The nondegenerate case

Let us denote by 1/)7(11) and €, the eigenfunctions and energy eigenvalues of the ion
Hamiltonian H;. Suppose that at the initial time ¢ = 0 the ion is in one of the
steady states 1/1,(111) . We will study the absorption of photons with frequencies close
to some resonance frequency wy, corresponding to the transition n; — no. The
levels n1 and no are assumed to be nondegenerate.
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To solve the Schrodinger equation

. ov
ih ot =HU,

where ¥ is the wave function of the system, we resort to perturbation theory. To
this end it is convenient to represent the Hamiltonian (5.95) in the form

‘H=Hy+ H,

where
HO = Hi + Hc + <n1|Hic|n1> + Hr»
(5.96)
H = Hi, + Hie — (n1|Hic|na),

note that H < Hy [86, 147].
The eigenfunctions of the Hamiltonian Hy have the form
U = VU,

where ws), &e), £r) are eigenfunctions of the Hamiltonians H;, He + (n1|Hie|n1)

and H,, respectively:

Hy) = e w“) (5.97)
[He + <n1|Hle|n1>] ) — ¢, 1/; (5.98)
Hl) = e, (5.99)
Therefore,
H0¢nxu = 5nAu¢nAw Enxv = En T EX T &b

In accordance with nonstationary perturbation theory, let us expand the wave
function of the system, W(t), with respect to the set of functions ),y (t) =

it
wff?u exp ( 5 5n>\u>5

Z an)\u wn)\u )

nv

The coefficients a,, (t) of the expansion satisfy the equations

it
thann, = Z (nAv|H|n'N'V') exp [l (Enxv — Enrait) | o (t). (5.100)

h
n’' v’

By (5.96), the matrix elements (nAv|H|n'A'v') have the form

(nA\v|H|n'X'V') = (nv|Hy|n'v') - S+
<n)\|HiC|n’)\’> . 51,1,/ - <TL1>\|H10|TL1)\/> . 5nn’ (51,,,/ (5101)
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(here we used the fact that the systems of functions 1/17(3 )7 E\C), ,(,r) are orthonor-

mal). The system of equations (5.100) will be solved with the initial conditions

0) 1, if nAv=ni\v,
An v =
A 0, if nAv#niA\v.

Here we will neglect a number of terms in the right-hand sides of the equations,
motivated by the following qualitative description of the behavior of the coefficients
anxy (t). We shall assume that for values of ¢ that are not too large, as long as
|Gy ry0y | > |anay|, the functions |an, a, 0, (t)| decrease, while the functions |apx, (1)
with nAv # ni Ay grow due to the transitions from the initial state nqiAjv;.

Ordinarily, the transition probability due to the interaction with free elec-
trons is large only when the energy of the ion does not change significantly as
a result of these interactions — inelastic collisions with large transfer of energy
have low probability. Since the energy level ¢, is nondegenerate, the most impor-
tant contributions are due to the transitions corresponding to the matrix elements
(n1A|Hie|niA1). But according to (5.101), in the expression for the matrix ele-
ment (nAv|H|niAjvq) the matrix elements (niA|Hie|niA1) cancel out. It follows
that for moderately large values of ¢ the probability of transition from the initial
state is determined mainly by the interaction with radiation (the first term in
(5.101)), and the fastest growing among the functions a,,(t) are the functions
Gnyr v, () corresponding to the resonant absorption of photons with frequency
wo = (€n2 - 6”1)/h'

Thus, over a sufficiently long time interval the functions |a,,x,., (t)| and
|@ngr v ()] Will be larger than all the remaining functions |ap ., (t)|. Consequently,
in that time interval transitions between states that do not include the states
niAv; and neA1vs can be neglected. This leads to the following system of equa-
tions:

. 1t
P, Ay, (B) = Z<n1/\1V1|H|n)\V> exp [h (Enagn — 6n,\,j)] anxy(t),

nAv

. 1t
Phn,n 0, () = Z<n2A1u2|H|n)\V> exp [h (Enprivs — En,\l,)] anry (1),

nAv

1t

ihapx, (t) = (RAV|H|niAvp) exp [h

(En)\u - Enl)\lul):| Anqixivy (t) +

it
(| H|noAus) exp [h (e — u} )
(5.102)

In the last of these equations nAv # niAivi, nA\v # ngAijvs and there is
no summation over different values of v5, the reason being that we neglect the
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matrix elements where the energy conservation law is strongly violated, i.e., the
difference €,y — En,n,u, 18 large (we neglect the matrix elements (niy|Hip|nave)
and (n1A1|Hie|nA1) with n # nq, as well as (noAi|Hie|nA1) and (nqvq|Hi|nve)
with n # ny). For the sake of convenience, let us introduce the notation

anl/\lul = a07 87’1,1)\11/1 = 507

Anodive = Aoy Enghivs = €an

Ay = Ay Enxp =€k (MAV # niAvr, nAV # nadivs).

The form of the representation of 1/}&6) was chosen so that g does not change when
A1 does, and the energy of the level €, may change weakly with A\; due to the
interaction with free electrons.

To carry out the calculations we resort to a method described in W. Heitler’s
book [86], Ch. IV, § 16 and in the paper [85]. Following this method, we pass from
the functions a(t), aq(f) to the functions ug(e), uq(€) by the Fourier transforma-
tion, and then letting ¢ — co we obtain from the system of equations (5.102) the
relations

aO(OO) = Oa
o U(x(ea)

()= 4 LiD(2a)’ (5.103)
B u(ex)

we)= e

The functions uq(€), uk(e) and I'(e) satisfy the system of equations

Ua(€) = Hao + Haal(e — €a)ua(e) + zk: HyiC(e — ep)ug(e),

Uk(g) = Hyo + HkozC(g - 5@)“&(8)7 (5,104)

h
2

T(e) = ZZ Hopol(e — eq)ua(e) +1 Z HoiC(e — er)u(e),
a k
where ((x) is the singular function

1
=P —ind = lim .
C(a:) x " (m) («;1;8) T+ i0

(oo}
1
The symbol P / . f(x) dz denotes the integral in the sense of principal value. In

— 00

what follows we shall use the fact that x{(x) = 1.
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The first two equations of system (5.104) yield

Hoo+ Y HorpHpol(e —ex)
%

ua(é‘) = =
1- C(E - ga) Haa + Z |Hak|2<(€ - 5k):|
k
(e —€a) |:Ha0 + > HonHyoC(e — Ek:):|
k
(5 - 5a) - |:HO¢O¢ + Z |Hak|2C(5 - 5k)]
k
This expression shows that u,(e,) = 0, since for ¢ = &, the denominator is

different from zero. Indeed, for ¢ = ¢, the imaginary part of the denominator is
equal to

T |Hok|*0(ca — €x) > 0.
k

Therefore, by (5.103), aq(c0) = 0. The expression obtained for u,(¢) can be
simplified since the term H,q is of first order with respect to the magnitude of the
perturbation, while the sum >, HorHpo((e — i) is of second order (in the sum
with respect to k the singularity of the function ((e — &) is inessential, because
this summation presumes an integration over a continuous spectrum of energies
). Based on the same considerations, in the denominator of the expression for
o (€) one can neglect Re ", |Hq|*¢(e — &) in comparison with H,,. This finally
yields

(e —ea)Hao

Uoc(e) = ’
(6 —cu)— [Hw i Y [ Honl?6(e — ew]
k

For ug(g) we derive from (5.104) the expression
HyoHeg
up(e) = Hyo + g 0 =
(e —€a) — {Hw —im Y [Hak|?d(e — 51«)}
k

HkaHao

Hio + ,
R0 (e —a— Hou) + éihv(s)

where

&) = S Harl5(e — <)
k
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Substituting these expressions for u,(€) and uy(¢) in the third equation of system
(5.104) we obtain

| Hoo|? _ )
- Z S, _
= (6 — o — Hao) + Lilr(e) - Hox"¢ (e = ex) +

ZZ HopHpaHaool(e — €g)
(€ — €0 — Haa) + ;ih'y(s) o

Hyo? .
ZZ | Hool , +i > |Hokl*¢(e — er).
k

(e —€a — Huon) + %zhw(a)
Since the quantity fiy(e) is small, applying the limit relation

— 1
C() (f;l?g) s tio’

one obtains

1

2hF €)= zza: |Hoo|?C(e — €0 — Haw) +izk: |How|?C(e — ep).

The form of the matrix elements allows us to conclude that H,, does not change
when « varies (assuming the state ng fixed). Let us denote H,, = A. The sum
> [Hoal|?¢(e — ea — A) is a slowly varying function of the variable e. Therefore,

Z |H0a|2C(€ —&a—A) > Z |H0a|2C(5 —€a)

whence

£) =~ ZZ |Hoal*¢(e — €a) +iZ |Hok|*¢ (e — ex)-
a k

It follows that

Rel'(e) = 2; [Z |Hoo|?0(e — €4) + Z |Hox,[*6(e — Ek)] ,
«@ k

|Hoa|® | Hox|?
ImI'(e .
T DT
Let us find the probability of photon absorptlon in the frequency interval

w,w + dw for the transition of the ion from the state n; to the state ng. Directly,
that is, by using a,(c0), this is not possible, because a,(c0) = 0. For this reason
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we will proceed as follows. Consider those values of k for which H,y # 0. It turns
out that for these values of &k the matrix elements Ho, = 0. Indeed, by (5.101),
H,i, # 0 for states k such that

(1) A = A1, and the number of photons in the state &k differs by the number
of the photons in the state o by one, and so Hy, = 0;

(2) v = v, but for such states Ho, = 0, because we have neglected the matrix
elements (njA1|Hip|nA1) with n # ny and (nyv|Hi|nvs) with n # na.

Therefore, for values of k for which H,; # 0, the quantity |aj(c0)
be regarded as the conditional probability of the following transition: as a result
of absorbing a photon, the system passes first to the state «, and then to the
considered state k = k,, (transition through an intermediate state).

Let us calculate the probability J(e,&’) de de’ that the energy e, lies in the
interval e, + de and the energy e lies in the interval ¢’,&’ + de’.

Obviously,

J(e,€')dede’ = Z Z |ag,, (c0)|? =

o ko
(e <en <e+de) (' < en, <€ +de')

|* may

|Hkao¢Ha0|2 ~
7 ler, — o+ iRl (e, )2 er, — €a — A+ il (er,)I?

Z |Hk:ao¢Ho¢O|2

ke

e’ — €0 + iRl ()2 &' —e — A+ Jiliy(e') >

The sum figuring in the numerator of the expression for J(e,e’) de de’ may
be written in the form A(e,e’) de de’, where A(e,e’) is a continuous function.
Indeed,

Z Z |Hka(xHo¢0|2 =

Q ke
(e <eq <e+de) (&' <ep, <& +de)

de de’ Z Z |Hyo o Hool? 0(c — €0)0(e" — €r,).
a kg

Therefore,

A(e, e’)

J(e,e') = .
&)=t LikD(e)2 &' — e — A+ Lifin(e') 2
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The function J(e,e’) has a sharp maximum in the region € = &’ = ¢, because the
quantities A, Al', iy are small. Near this maximum

Ao
J(e, &) ~ ;
(&:€) e/ —eo + 5 ihT|? &' — e — A+  ihy|?

where
Ao = A(eo,e0), T'=T(e0), ~v=(c0)
The probability that the energy e, lies in the interval €, € + de is then given by

1

Je) = [ J(e.d)de ~ .
(€) /(6’5)6 (20— & — A+ LAImT)2 + [L(y + Re D)2

— 0o
Compared to A, the term éhImF can be neglected, being a quantity of the next
order of smallness with respect to the perturbation H, and we obtain
1
(g0 — & — A)2+ [Jh(y + Rel)]?’

Further, since g — & = hiw + &,, — €p, (6 = £, and w is the frequency of the
absorbed photon in the transition from the state with energy g to the state with
energy €, ), the probability of absorption of a photon with frequency in the interval
w,w + dw is equal to

J(e) ~

1

T o~ )2 + (T2

(5.105)

where

1
h(5n2 —en, +4), To=7+Rel.

Thus, we arrived at the Lorentz formula with a frequency shift A/h and width
I'g. The quantity

W =

2T
To=", (%: |Ho|6(e0 — x) + 2{; |Hoa|*6(20 — €a) + Ek: | Hox[*6(0 — sk)>

(5.106)
represents the total probability of transition, per unit of time, from the initial
state myA\1v1 to the final state noAjvs, under the action of the perturbation H.

According to the definition of A, the position of the spectral line wy is given

by
wo =y (chy — b)) (5.107)
where
{-:;12 = e€n, + (n2A1|Hie|naA1), 5/n1 =ep, + (n1A1|Hie|n1 A1)

are the energies of the ion in the states no and ny with the corrections due to the
interaction of the ion with free electrons.
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5.4.4 Accounting for degeneracy

To clarify how degeneracy affects the shape of spectral lines, let us consider the
case where the top level consists of a set of levels e,,,_, (s = 1,2,...) that are close
to one another, and the frequencies of the other transitions, we, = (¢ — ) /h
differ sharply from the frequencies wos = (€n,, — €n,) /R for £ # na, m # ny.

In this case we obtain a system of equations similar to (5.102), where now
instead of no we have nog and in the right-hand side one sums over s. Let

Angoodive — Qasy  Enggives — €as-

Then, similarly to (5.103), when ¢t — co we obtain
ap(o0) =0,

Uas (Eas)

Aps|(O0) = . )
(00) Eas —E0 + élhf(%s)

ur(€r)
€k — €0+ éihl—‘(&?k).

The functions uqs (), ug(e) and I'(e) satisfy the system of equations

Uas (5) = Has,O + Z Has,as’C(g - gozs’)uas’(g) + Z Has,kC(g - €k)uk(€),
s’ k

ay(o00) =

Uk(f) - HkO + Z Hk,as’<(€ - €as’)uo¢s’ (5)3

h

o) =1 Hoaw((e — cas)uaw(e) +1 ) How((e — ew)un (),

as’ k'

(5.108)
whence

Ugs = 1as,0 + Z I{ozs,as’é.(E - 5(xs’)uas’ +
8/

Z I{ozs,ch{lc,ozs’C(E - 5k)<(5 - 50&3')”(!8/ + Z Has,kC(g - gk)HkO- (5109)
k,s’ k

As we did when we solved (5.104), the last term in (5.109) can be neglected.
To solve the resulting system, we replace u,s by the functions

Cas = C(E - Eas)uocsa

which in turn will be, for each fixed value of «, solutions of the finite system of
equations

(6 - 6ozs)cow = l1as,0 + Z Cas’ |:Ho¢s,o¢s’ + Z I—L)cs,k:I{k:,ow’C(6 - 6k):| . (5110)
s’ k
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Let /\((f ) and {bgfs)} be the eigenvalues and the eigenvectors of the homoge-
neous system associated to the system (5.110):

O — can)bf) = 00 [Hasias + 3 HaskHiawCle —er)]. (5:111)
s’ k
It is readily verified that the solution of (5.110) has the form
b(p)
Cas = « (5.112)
“ Z - \P

p

where the eigenvectors {b } are normalized so that

> b = Hesp. (5.113)
p

The eigenvalues )\&p )

follows that

) =2 S = S0 5 Hon it (66— e2) = Cle = )]

ss’

have negative imaginary parts. Indeed, from (5.111) it

(the overbar denotes complex conjugation), whence

ZHk (19 p)

2

Im \P) = — " Z € —¢g) <0.

b2 5

Note also that, since the perturbation is small, Re /\gf)) R eqp (L€, €qs at 8 = D);
accordingly, henceforth we will replace Re ASf ) by €ap-

Since the sum ), Hos pHp as'C(e — €x) is a slowly varying function of ¢, it
follows from (5.111) that the eigenvectors {bgﬁ) } and eigenvalues AP will depend
only weakly on ¢ (i.e., if £ changes by a quantity of the order of the width of

the spectral line, {b&’;)} and A”) may be assumed to be constants). Using (5.112),
equations (5.108) yield

ug(e) = Hyo + Z Hy o Z b(a];)(p)
s p € — )\(x
whence
1 o)
ak(OO) - E—¢&og+ ZTLF( ) Hio + ng,as ; e — A&P)]

E=EL
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and
Mo =i g bt
5 () =iy O’asZE_A(m
as p @
, bkl
iy How(le —er) |Hro+ ) Hias ) N
% s P ¢
, bt
I3 HorGle —er) +0 3" Hoas 30 ).
k as p o
e o) = iy L v e o) nd o

h , ‘
) =i S Hok*Cle —ex) +1 ) Y Hoasb®)C(e = cap)-
k p  as

The second term in the right-hand side depends weakly on e, and conse-
quently it changes only slightly if in the function {(¢ — e4,) we replace ¢ by the
close value € 4 £4; — €45. Using (5.113), we obtain

Z I(e) ~ zzk: | How|2C( — 2) + ; | Ho o 2C(6 — cas). (5.114)

It can be easily shown that if for some value k = k, we have Hj, o5 7# 0, then
Hoi, = 0. Therefore, the quantity |ax, (00)|? can be interpreted as the conditional
probability that the system, after absorbing a photon with frequency w,, such
that €45 = €0+ hwos — hwe, will pass to the state k.

The probability of interest here, namely, the probability of absorption of a
photon with frequency in the interval w,w + dw, can be calculated by means of
the formula

J(w) dw = Z Z|aka(oo)|2.

w<wa<wtdw ko

In the present case the line intensity J(w) is not represented just by a sum
of Lorentz contours corresponding to transitions to each of the upper levels nag;
rather, it also contains interference terms. Nevertheless, the intensity J(w) can be
represented approximately as a Lorentz contour if we use the following approxi-
mate equality (see (5.113)):

p)
Z bas ~ 1 b(p) o Has,O
€—>\£¥p) € — Aa P o £— Ao’

p
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where A, is some average of the values )\((f ). From the secular equation for )\&p )

corresponding to (5.111) we conclude that the arithmetic mean of the values AP
is given by the formula

>\o¢ = <5as + Has,as + Z |Ho¢s,k|2C(€ - 5k)>s
k

(here the brackets (- - - )5 denote the arithmetic mean value over the states s). We
conclude that

(Yas)s-

h
Re >\a =~ <5(xs>87 Im)\a = —7T<Z |Ho¢s,k|26(€ . 5k)>s _ 72
k

In this approximation

ZHk,asHas,O
o (0) = L 1
[gk —&o + 9 Zhr(fk)] |:5k - <€as>s + 2 Z.h<’}/ocs>s

and we obtain the following formula for J(w):

(5.115)

where

2
r s = Has 25 as
0s = 4 {Ek:l K| “0(as —er) +

s

S oo [20(20 — £as) + 3| Hor 320 — ek>}7 (5.116)
k

which is given by an expression similar to (5.106), is the total probability of the
transition, per unit of time, from the initial state ni A1 to the final state nogAjvs,
under the action of the perturbation H. The quantity wgs, which determines the
position of the spectral line, can be represented in the form

where

e = Eny, + (N2sA1|HielnosA1), €, = eny + (1| Hie|niA)

nas ni

are the energies of the ion in the states nos and nq, respectively.
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In view of result obtained above, one should expect that for transitions be-
tween groups of levels that are close to one another, the intensity distribution J(w)
will also be described, in some approximation, by the Lorentz formula, in which
now the line width is equal to the sum of the mean widths for the upper and lower
groups of levels.

Substituting expression (5.101) for the matrix elements in (5.116), we obtain
the following expression for the line width (we assume that averaging has been
carried out):

¥ =To =7+ +35) + 75 + 2,
Here 5
¥ = Tj Z|<nV1|Hir|n/V>|2 O(en +evy, — & —&0) (5.117)
n'v
is the natural (radiation) width of the energy level of the ion in the state n, which
is equal to the probability of transition, per unit of time, from the state n due to
the interaction with the electromagnetic field;

2
w = ngn;“mlmiewf6<sn + 3 — e — ) (5.118)

is the broadening due to the interaction with the free electrons; and

’77’1,1 na

2w
s = Dl m2Aa Hielnod) = (nai | Hiclni ) |*3(en, — €) (5.119)
A

is, in the terminology of [112], the universal broadening, which is a result of elastic
collisions.

5.4.5 Methods for calculating radiation and electron broadening

In the dipole approximation the natural width of the line (5.117) for the state nf¢
(i.e., the reciprocal of the lifetime of this state, see Subsection 5.7.4) equals

n’'e
i =2’ Y ( %,H))Fne,nfef(lene—sn/ew/h), (5.120)
n' 0 #£nk

where

huw? 2 +1 frrprm
<“’ +4wa) 1/ Ol i e < e,

1202 20+1 hw
an,n’l’ (w) =
4rB., fremie , if eprer > Ene,
hw
hw® 1
B,= "¢
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W = |ene — ener| /By T = hw/0, o = 1/c = 1/137.036, and the factor (1 - 2{;;,'51))
accounts for the occupancy of the level n'¢’ (see the derivation of (5.45)). The
quantity ’yflre) is expressed in atomic units.

The sum for e,/ < e,¢ accounts for induced and spontaneous emission,
while for e,/ > e, it accounts for absorption. In the latter case one should,
generally speaking, account for the states belonging to the continuum, but due to
the presence of the factor 1/(e” — 1) those states have practically no contribution
to the natural width.

To calculate the electron widths %(Lel), 77(;;) and 77(1?)712 it is necessary to con-
struct wave functions of the ion-free electron system, adopting some coupling
scheme of momenta. Width calculations then become rather tedious, despite the
fact that the influence of errors on widths is sufficiently weak, as we shall see
below. For that reason, we shall use the one-electron approximation, i.e., we shall
assume that a spectral line is connected with a change of state of only one electron
of the ion. To obtain the line width connected with the transitions of the electron
in question, it suffices that, in formulas (5.118)—(5.119), in the summation over
various states of the ion, we restrict ourselves to those states in which our electron
changes its position. After we obtain the one-electron widths, we must average
them over the quantum numbers of the electron within a group of one-electron
energy levels that are close to one another.

To calculate the widths of spectral lines using formulas (5.118)—(5.119) we

must know the eigenfunctions 77217(3 )7 g\e)7 w,(,r). The photon wave functions are well
known (see, e.g., [86]). The calculation of the electron wave functions for the bound
and continuum states is considered in §§2.2, 2.3.

In the calculation of the matrix elements (n\;|Hjc|n’A) that appear in the
expressions for the widths ’yge) and %(ﬁ)w we may assume, with little loss of accu-
racy, that the potentials V and V), that act on the continuum electrons are equal.
Indeed, let us put Vi, = V), and calculate the matrix elements (n\;|Hjo|n'A). Ob-
viously, the Hamiltonian Hj, can be written as a sum of Hamiltonians, each of
which acts on the coordinates of a single electron in the ion under consideration:

1
Hie:Z|T—»S_Fp|7
s

where 7 is the position vector of the s-th electron of the ion and 7, is the position
vector of the perturbing electron. For V) = V), the one-electron wave functions
corresponding to the states A and \; are orthogonal. Therefore, in the one-electron
approximation the matrix element (n\;|Hie|n'\) will be different from zero if and
only if the initial state differs from the final state only through the position of
one electron of the ion and the state of one of the perturbing electrons. If the
wave functions and the energies of these two electrons in the initial state nA;
[resp., final state n/A] are ¢y (7), e [resp., V¥w (7), exs] for the electron of the ion
and ¢, (), €, [resp., pu(F'), €,/] for the perturbing electron, then the matrix
element (n\1|Hie|n')\) takes on the form
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1
W HlN) = [ ) | e e arar. (5a21)

7

Summing with respect to n’ and X in (5.118) and applying the Pauli principle, we

obtain
3 =370 ) i) (5.122)
k/
where
2
S QWZnM / VE(F | |¢k,( 7Y (F) dF dF’| x

(S(AE]CM +€H_€#/); (5123)

here nj and n, are the occupation coefficients of the electron states, equal to 1
for the occupied states and to 0 for the unoccupied ones and Aeyy is the differ-
ence between the initial and final energies of the ion when one of the electrons
passes from state k to state k’. In what follows, instead of Aeyr we will use its
approximation € — ey, since this has practically no influence on the value of %(Le).

According to its meaning, the quantity 'y,(;,?, is the probability of transition
of a bound-state electron from state k to state &’ per unit of time due to the
interaction with the free electrons.

In much the same way we obtain for W’nmz the expression

Vr(tli)nz = ’Ykk’ =27 Z nu(1 u)

’/[Iwkf(F)|2—|wk(F)|2] @“(lﬂ)%f )dFdF’ 8y — ). (5.124)

A sufficiently good approximation in calculations of line widths for high tem-
peratures is the one in which ’ykk, and ’ykk, are calculated for the average ion
configuration, neglecting the action of electrical fields of the other ions and the
relativistic splitting of lines. As the wave functions of bound-state electrons one
uses the functions

1 .
QlJngm(T) = r Rng(’l”) (71) }/@7n(197 90)7
while for the continuum electrons one takes

Yetm(F) = | Retlr) (~1)" Vi (9, 0).

where R,¢(r), Ree(r) are solutions of the Schrédinger equation with the Hartree-
Fock-Slater self-consistent potential.
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Let us replace summation with respect to the free-electron states p and p’
by integration with respect to € and €. When we count the number of states
of continuum electrons p’ we need to keep in mind that in a transition between

states the spin of a free electron is conserved. Therefore, if for k and k' we use the

(e).

quantum numbers ném and n'¢'m’, we arrive at the following expression for v, :

751‘2)7nn/él /f47T€ T]ZZ lfns 17”5’)676/0d€><

i '/

\ [ Batle) Yia(9.0) Retle) V7 () =

2
1
7 7 Ryor(7") Yorm/ (9,0) R (77) Y i (0, ") drr d2dr” QY |, (5.125)
r—7
where ném # n’f'm’, the integration with respect to 7 and 7’ is carried over the
atom cell for ¢’ = e+ epg — eprer, ne = 1/[1 + exp(e/0 + n)] and 7 is the reduced
chemical potential: n = —pu/6.

In much the same way we obtain for ’yk o ) the expression

’Yrr(ngn n'l'm , = 4dme” UZZ/(I_nE)Qefe/OdEX
m £'m’

[ (1Rt Yo (0,00 = Roslr) Vi 0,590

1 2
7o 7 R_g(r") Y (0", ¢") R (v") Yo (9, ") drr dS2 dr’ dQY (5.126)

To obtain the average widths ’yflee) we carry out the summation in (5.122) with

respect to the quantum numbers n’, ¢/, m’ and average over m, replacing 1 —nys by
its mean value 1 — N0 /(2(2¢' + 1)). After that we average the universal widths
over m and m/. This finally yields

/el e
w = %Jrl Z Z ( 2€,+1)) fw)mné (nfm #n't'm’)  (5.127)

m n'l'm’
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and
(w
Wn%,n’e/ - (2€+ 1 26/ + 1 Zz’yném n'l'm’* (5128)
The total width for the transition nf — n’#’ will be equal to

emre =1+ +48)

A e (5.129)
To calculate the electron widths (5.125) and (5.126) we shall use the expan-
sion of 1/|7 — 7’| in spherical harmonics,

1

4 T .
|F_ F/| - Z 2s + 1 €+1Y (19’ <P)Ysm(19/, 90,) (5130)

s,m

and express the integrals over the angular variables in terms of the Wigner 3j-
symbols. This yields

Y e = Ame™ Y ST (204 1)(20 + 1) (20 + 1)(20 + 1)

e mm’

/(1 —n)(1 = no)e /% de x

2
Z ¢ os\[(l 0 s 4 e 7 s R
~«\0 0 O 0 0 O —-m m m —m m  —m nln' 0 ele' ' |
(5.131)
e = €+ Ent — Ener,
'Vr(wzn werm = 4me” WZ Z / (1 —ne)%e /% de x
2 mm/!
= - 0 s ¢ 0 s
7
Z\/(zzﬂ)(% +1) (o 0 0) <_m o —m) X
st
(s) m (U s VA s
|:(2£/+ 1)R n'l'n /Z’EEE’Z’(_l) (0 0 0 _m/ m/ m -
2
(s) L ¢ s l { s
(2£+1)Rnlnfsle’6/( 1)m (O 0 0) (m m m (5132)

Here
r
R’I(’Lf)n’f’efs’f’ = /Rn[(’l”) REE(TI) Sil R /Z’(T) RE/[/(T/) dr d’l’/.
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Summing with respect to m, m’ and using the orthogonality relations for
the Wigner coefficients (see, e.g., [220, 230]), one can show that for an arbitrary

function f(s,m) the following relation holds:

(L o o) ) -

Zstﬂs,m)f(s’,m')Z(_{n o) (L ) -

1
> 9g 1) (sm{Els}. (5.133)

D

mm/

ss’ mm’
sm

Using (5.133), we have

2
(e) B 1 LU s e U s (e)
vnim,wm/—%1><2€'+1>ZQS+1(o 0 0) \om m @) Tbwes

7 (5.134)
where
- - (v
FY’r(zeé),n’f’,s :4776777 2(26 + 1)(26/ + 1) (0 0 8)
o
—e/0 [pls) 2
/(1 - ’I’LE)(l B 7’L5/)6 [Rnln/f/sés’z’} dE’
e =ec4ep—enp.
Similarly,
FY'r(LlZn,n’é’m’ = FY’r(Le’)Z’m’,n’é’m’ + ’yfzeﬁ)'m,nfm - 2(2£ + 1)(26/ + 1) X
Z 1 f’ f/ S f é S «
~25+1 \0 0 O 0 0 O
mam! [ s 4 { s u
(—1)m* (_m/ . m) (_m - m) 3 sy (5.135)
where
_ - - v
W s = dme™ Y (20 + 1)(20 + 1) (0 0 8)

172
2 /0 p(s) (s)
/(1 - nE) € °/ Rn’@’n’@’s[s[’ Rnénﬂs@sf’ de.
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Table 5.5 lists the values of the radiation width 'yflrz), of the electron widths 71(:2)

and 77(;2”,4/, and of their sum ~,,¢ /¢, for a gold plasma with density p=0.1 g/cm?
and at various temperatures (see formulas (5.120), (5.127), (5.128) and (5.129)).
For illustration purposes, we have chosen transitions from the levels nf = 31, 41,
43. As the table shows, the Lorentz widths of spectral lines are of the order of
fractions of eV.

Table 5.5: The radiation width 77(:4) and the electron widths 77(;), 77(:2”, o of levels,

in eV, and the total widths v,/ in a gold plasma at density 0.1 g/cm?® and
various temperatures (the notation 1.45—13, say, means 1.45-10713)

T,eV nt n'e ’Y,E:é) 'Y,f:;%/ 'YL? 'Yiﬁ)e/ 7’2‘271’@’ Tne,n'e

100 31 32 1.45-13 1.01-11 6.55—-14 5.51-14 1.47-06 1.47—-06
31 40 1.45-13 1.44-06 6.55—14 1.20—03 2.36—04 1.44-03
31 42 1.45-13 2.82-05 6.55—14 2.72-04 2.20-04 5.20-04
31 50 1.45-13 5.29-05 6.55—14 1.30—-02 7.89-04 1.38-02
31 52 1.45-13 2.12-04 6.55—14 2.43-02 8.50—-04 2.53—02
31 60 1.45-13 2.52-04 6.55—14 2.79-02 1.48-03 2.97-02
31 62 1.45-13 2.38—-04 6.55—14 3.15-02 1.61-03 3.33-02

41 42 5.60-06 2.82—-05 3.05—-04 2.72—-04 4.72-07 6.12—-04
41 50 5.60—06 5.29-05 3.05—04 1.30—02 4.54—-04 1.38-02
41 52 5.60—-06 2.12—04 3.05—04 2.43-02 5.34-04 2.53-02
41 60 5.60—-06 2.52—-04 3.05—-04 2.79-02 1.54—-03 3.00-02
41 62 5.60—-06 2.38—04 3.05—-04 3.15-02 1.77-03 3.38-02

43 52 5.49-05 2.12-04 1.88-04 2.43-02 5.77-04 2.53-02
43 54 5.49-05 8.64-04 1.88-04 5.01-03 1.04—-03 7.15-03
43 62 5.49-05 2.38—-04 1.88-04 3.15-02 1.85-03 3.38—02
43 64 5.49-05 5.73-04 1.88-04 2.92-02 2.55—-03 3.26—02

1000 31 32 4.13-03 7.15-03 8.66—04 3.52—04 1.68—05 1.25—-02
31 40 4.13-03 2.11-02 8.66—04 2.32—-03 4.39-04 2.89-02
31 42 4.13-03 5.45-02 8.66—04 1.75-03 2.98-04 6.16—02
31 50 4.13—03 2.04-02 8.66—04 3.92—03 1.32—-03 3.06—02
31 52 4.13-03 4.34-02 8.66—-04 3.44-03 1.17-03 5.30—02
31 60 4.13—-03 1.62—02 8.66—04 8.35—03 2.29-03 3.19-02
31 62 4.13-03 3.09-02 8.66—04 7.88—03 2.16—03 4.60—02

41 42 2.82-02 545-02 225-03 1.75-03 1.38—05 8.67—02
41 50 2.82-02 2.04-02 225-03 3.92-03 5.99-04 5.53—02
41 52 2.82-02 4.34—02 225-03 3.44-03 4.67—04 7.78—02
41 60 2.82-02 1.62-02 225-03 8.35-03 1.79—03 5.68—02
41 62 2.82-02 3.09-02 225-03 7.88-03 1.61-03  7.09—02
43 52 1.10-01 4.34—02 7.22-04 3.44-03 1.07—-03 1.58—01
43 54 1.10-01 5.25—02 7.22—04 9.20-04 5.29-04 1.64—01
43 62 1.10-01 3.09-02 7.22-04 7.88—03 2.62—03 1.52—01
43 64 1.10—01 3.47-02 7.22-04 4.22-03 2.01-03 1.51—01
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5.4.6 Ion broadening

The starting assumption of the quasi-static theory of ion broadening is that the
splitting of a spectral line in separate components and the position of these compo-
nents in the absorption spectrum depends on the electric field F', whose probability
distribution, W (F), is assumed to be known. The total profile of the spectral line
is obtained by averaging the set of profiles of components with the distribution
function of their shifts in dependence of the field [38].

Therefore, in order to calculate the profile we must first find the distribution
function of the ion microfield W (F') and the Stark frequency-shift Aw = Aw(F)
for each component of the spectral line in each of the ions.

Here we shall consider only temperatures and densities for which the effective
radius of the ion core is considerably smaller than the radius of the atom cell. In
these circumstances one can assume, with a high degree of accuracy, that the
electric field generated by ions is homogeneous within the limits of the ion core
under consideration. Let us consider a system of N ions of charge Z,;, whose
positions are specified by position vectors 77,75, ..., 7y. The intensity of the field
generated by these ions in the origin of coordinates where the ion under study is
located is equal (in atomic units) to

N

F=-2% :3
i=1

K2

For a given position o_f the ions, the probability that the field intensity will lie in
the interval F'| F'+ dF is given by the expression

N
Q71,7 ..., Fn, F)dF = § <ﬁ+zoz T;) dF.
T

=1 1

Here 6(%) is Dirac’s delta-function. According to the Boltzmann statistical distri-
bution, the probability of a given position 7,75, ..., 7y of the ions is proportional

to

1
exp |:—9 U(Fl,FQ,...,FN)] dFldFQdFN,

where U (7,73, ...,7n) is the potential energy of the system of N ions. Therefore,
the probability that the field intensity will lie in the interval F, F 4+ dF can be
found by averaging over all positions of the ions:

N7
> 3> didFsy . .. diy

=114

1 ~
/eXp |:_0 U(F1’F27 cee 7FN):| §<F+Z0
p(F)dF = . dF.
/exp |:0 U(Fl,FQ,...,’FN)] dFldFQdFN
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To simplify the calculations, let us expand the delta-function in plane waves:

N
i(ﬁ-f—ZoZ:;)Z] dr.

i=1 1

N

5 <F+ZOZ:§> = (2717)3 /eXp

i=1 "1

Then
. 1 R e
P = s / T exp(iFT) dF, (5.136)

where
1 dly
) /exp —9U(r}r},...,r?v)—kiEZo;r?] drydrsy . .. dPy

T() = . . (5.137)
/exp [_9 U(r, 7, ... ,FN)} dridry .. .drn

Since the function U(7,7s,...,7n) does not depend on the choice of the

—

coordinate system, but depends only on the mutual distances between ions, T'(¢)
is actually a function of ¢ = |/]. Accordingly, p(F) = p(F), where F = |F|.

Let W(F)dF denote the probability that the absolute value of the electric
field lies in the interval F, F 4+ dF. Then, by (5.136),

W(F) = 4nF?p(F) = 2: ¢ sin(¢F) - T(¢) de. (5.138)

Starting with formulas (5.136), (5.137) and applying the Bohm-Pines separation
of electrostatic interactions into long-distance and short-distance interactions one
can obtain various approximate expressions for W (F'). For a rarefied plasma the
Boltzmann factor exp [-U (71, 72, . . . , 7w ) /6], which accounts for the nonuniformity
of the ion distribution, can be replaced by 1 since in the present situation the
distribution of the ions in space can indeed be assumed to be homogeneous. This
leads to the Holtsmark distribution for W (F'). This distribution is clearly the
limit case obtained by letting § — oo while keeping p = const, or by letting p — 0
at fixed temperature. The Holtsmark distribution is obtained by using formulas
(5.137), (5.138) and replacing the Boltzmann factor by 1:

N
/ exp (iZZOE : T;) ARvdFy . .. diy
re
i=1 & .

/dFldf’g...dFN
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here N = nV, V is the volume of the system of ions and n is the concentration of
ions in atomic units (n = 1/v, where v = 37r¢? is the volume of the atom cell).
For fixed values of n the above limit is easily calculated if one observes that the

integral
ilr
/ [1exp< 3Z0>
r

over an infinite volume converges.

Indeed,

dr

nV

—

. 1 ilr .
T = VlgnOO 1- v /(1 —exp g Zo)dr =

1%
1 o~ ’
exp —n/ /2777"2 (1 — exp ! 52()) dpdr| =
r
~10

o0

exp | —4mn O/(l — si&(éf;{;?) r2dr| =

oo

B 3/2 _sinz) dz
exp | —2mn({Zy) /(1 R Py
0

The integral appearing in the argument of the exponential reduces via integration
by parts to the Fresnel integral [10]. Consequently, T'(¢) is given by

T(¢) = exp [ 145(2#20)3/24 : (5.139)

Substituting (5.139) in expression (5.138) for W (F') we obtain the Holtsmark dis-
tribution

2

(o)
. 4
= F /xsm:z: - exp { 15 (QWZZO/F)3/2TL:| dx. (5.140)

0

W(F)

In the case of high densities, for small values of the amplitude of oscillations
of the central ion about the equilibrium position (i.e., when this amplitude is
considerably smaller than the radius of the ion sphere), the simple harmonic-
oscillator approximation is applicable. To obtain the corresponding distribution,
let us calculate the force that arises when the ion is displaced at a distance r from
its equilibrium position. We can assume that the external charges do not act on
the ion. Then the ion is acted upon by the force of attraction corresponding to a

charge of magnitude
3
T
To



208 Chapter 5. Interaction of radiation with matter

Therefore, the absolute magnitude of the intensity of the field acting on the ion is

Z
P
r L)

and the potential energy of the ion is
L o3
U(ry=2y | F(r)dr = 2F g

0

By the Boltzmann statistics, the probability that the ion will be located in
the domain r,r 4 dr is proportional to

1 F2 3
exp [9 U(T)] r2 dr ~ exp { ng] F2dF.
Thus, in the approximation considered here
F2 3
W (F) ~ exp [ 297’0} P2, (5.141)

A more precise distribution of the ion microfield, which is valid in a wide
range of temperatures and densities, can be derived by resorting to a model of
perturbing independent particles and results of computer modelling [91]. These
results are approximated by the following simple dependence [194]:

3/2

T
—
£

[N~}

u
Fb7 m

X

F 1.2876
1
( - w:)

where u = F/Fy, Fy = 2nZ, (4n/15)2/3 is the normal Holtsmark intensity of the
field and T is a nonideality parameter. As nonideality parameter one can take the
corresponding parameter for the mutual interaction between ions in the average-
atom approximation: I' = Z3/(6rg). The distribution (5.142) goes over into the
Holtsmark distribution when I' — 0, and into the simple harmonic-oscillator ap-
proximation when I' — oo.

Figure 5.5 displays the distribution functions W (F') of the ion microfield
obtained in various approximations, as functions of the variable u = F/F,, for
different values of the dimensionless parameter I'. This parameter can vary in
wide limits; for example, for gold at T = 1 keV, p = 1 g/cm? the parameter I' ~ 7;
for iron at T'=20 eV, p = 10~* g/cm® — I' ~ 0.7; and for hydrogen at ' =1 eV,
p =107 g/em® — I' ~ 0.02. As Figure 5.5 clearly shows, the approximation
(5.142) gives good results throughout the entire domain of parameters, practically
coinciding with (5.140) for I" < 0.03 and with (5.141) for T > 3.

xsin(ux)-exp |— dx, (5.142)

=

>

Il

=

£

I
0\8
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Figure 5.5: The distribution W (F') of the ion microfield as function of v = F/Fj
for T = 0.03 (a), ' = 0.3 (b) and T' = 3 (c): (1) the Holtsmark distribution
(5.140), (2) the simple harmonic oscillators approximation (5.141), (3) formula
(5.142), continuous line

Including in the considerations even a constant electric filed complicates sub-
stantially the task of determining the energy levels of a multi-electron ion [48].
With the more modest aim of deriving the influence of the Stark effect on the
Rosseland mean free path, we shall account for this effect in the simplest one-
electron approximation.
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In a given constant electric field F, the one-electron energy levels and wave
functions of the electrons can be found by perturbation theory. As the unperturbed
Hamiltonian we take Hy = — ;A —V (r), where the effective central potential V(r)
is the self-consistent potential of the relativistic Hartree-Fock-Slater model, corre-
sponding to the most probable state of the ion and free electrons. The perturbation
has the form

—

H=F-7
As the unperturbed wave functions, corresponding to the total angular mo-
mentum of the electron motion j = £+ §, we take

wnéjm = Z CZJZ ;ms wnémgms~
me,Ms
Then the matrix of the operator Hy in this approximation is diagonal and its
elements are independent of m:

<1’L 6] m ‘ HO | nlglj/m/> = snlj§nn’522’5jj’5mm"

Let us calculate the matrix elements of the operator F. 7, taking the z-axis
to be directed along the field: F -7 = Fz. Since Fz = VAT /3 FrYio(6, ) is
an irreducible rank-1 tensor operator that commutes with the spin operator, the
Wigner-Eckart theorem gives [220]

. y -/ , )
(n€jm|Fz|n't'j'm') :(—1)Jm< —]m (1) 731’ )(—1)34 +iw

Vi + D)2 + 1) W (sl ; 1) - (nl||Fz|n' ), (5.143)

where the reduced matrix element

: 1
(| Fz|[n'¢)) = (=1)++0/ \/E +§+ Fropwe (0'=0£1).

. . . ] 1 7
Since the Wigner 3jm-symbol ( j 0 J
when m’ = m, this shows that, besides the principal quantum number n, the
energy levels are characterized by the quantum number m. The eigenfunctions of
the Hamiltonian H = Hy + H’ can be written as linear combinations of functions

Ynejm With fixed values of n and m:

( ) = chzjmwnfjma

, ) is different from zero only

()

where s is the number of the eigenvalue 5 m- The coefficients c, ;. are determined

by solving the secular equation

(5), = eneg)c e = S (ntim|Fznt j m)e) ., .
E/j/
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To calculate the line absorption cross-sections, instead of the transitions
nlj — n'¢'j" in formula (5.53) we must account for the transitions nms — n'm’s’
(m' =m, m =+ 1), setting

opp(w) = 2% aald /dFW F)x

ZPQZ Z nms( ﬁQyn’q’>fnms n’ m’s’Jnms n'm’s’ (w), (5144)

nmsn’m’s’

where

9 2
fnms,n’m’s’ - 3 (En 'm! E(S ’/ %L 'm/! *7?1/%(52#77

and Jyms,n/m’ s’ (w) is the corresponding line profile.

In those cases where the influence of ion broadening is considerably stronger
than other broadening effects the calculations can be simplified. For example, in
the case of the linear Stark effect, if we take for the position of the center of the
components of the spectral line

ans,n’m/s/(F) - wnms,n/m’s’(o) + Cnms,n’m’s/ - F

and consider the shape of each component to be a §-function, then one can carry
out the integration with respect to the field F' in (5.144). This yields

Ubb( ~ 2m? Qaag ZPQZ Z nms( gm’s’) x

nmsn’m’s’

fnms,n’m’s’ W[(w 7~WO)/5nmS7nlm,s,] ) (5145)

Cnms,n’m’s’
where wo = Wpms,nwm's (0) and the quantities fnms’n/mfsg énms,n’m’s’ are calcu-
lated for the most probable field F'. A similar formula can be derived for the case
of the quadratic Stark effect.

Computations based on formulas (5.144) and (5.145) are rather tedious, al-
though in many cases the influence of the Stark broadening on the Rosseland
mean free path is of about 1% [147]. In table calculations, ion broadening is usu-
ally accounted for in a simpler way [189]. Let us assume that only two levels are so
close to one another that it is necessary to account for their splitting. This leads
to an eigenvalue problem for a 2 x 2 matrix. Since the role played by the Stark
effect is the largest for upper levels, where the influence of relativistic corrections
is small, in the calculation of the Stark splitting one can restrict ourselves to the
classification of levels according to the quantum numbers n¢, considering that the
shifts e¢; for j = £ £1/2 are equal.
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Consider the shift due to the Stark effect, taking into account a level €,/
that is closest to the level e,,, taking, for instance, n’ = n and ¢/ = £ — 1. Write
ent =€0+A/2, en 01 =¢€0—A/2, where €9 = (eps+Enr—1)/2, A =e€ps —€pn -1
Then the‘ energy levels € with respect to €¢ in a constant electric field of intensity
F' is found from the equation

A
g € Vio
— 0, (5.146)
A
Voo - g €

where Vis = Vo1 = (ndm |Fz|n'¢'m’) is the matrix element of the electron-electric
field interaction (see (5.143)):

(£ +1)% —m? )
’ F 101 f I: 1
Omm \/(2£+ 3)(2041) " et ! =441

(ntm|Fz|n't'm'y =

0?2 —m?
’ 191 f I: —1'
6mm \/(2€+1)(2€_1)F7ﬁ£,n€ if ¢ 14 )

mlm|Fz|n'm")y =0if ¢! ¢+ 1.
Equation (5.146) yields e = y/(A/2)2 4 Vi2Va1, and the shift of the level e,
in the electric field F is

A Ent — End— 2 Ent — End—
Aazs—zz\/( ‘ 2’4 1) +VE - 2’“. (5.147)

Let us average the quantity Ae over the direction of the field F ; this is
equivalent to averaging over the projection of the orbital momentum m on the
direction of the filed. Assuming that the dependence on the field is essentially
quadratic ((A/2)? > V3), the averaged value can be obtained if in (5.147) we
replace V% by the quantity

V2 — .2 1 = Il F ' 2 £>F2T721£,n/é’
< 12> = ’Uné,n’f’ - 2€< Zg |<7’l ml Zl'fl m>| - 3(2£< + 1)
m=—t<

({- =min{l,0'}, (s =max{(,('}).

Considering two nearest-neighbor levels n,/ — 1 and n, ¢ + 1 of the level n/¢
(in the case £ = 0 or £ = n — 1 — one such nearest-neighbor level), we obtain for
the average shift in the field F' the value

_ oAnt—1 n,{+1
dnz - Anf + Ané ’
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2
n'e _ E> — &< 2 Es — &<«
Anf - \/( 2 + vnf,n’[’ - 9

(< =min{ens, eer}, €5 = max{ens, eprer}).

where

In the calculation of the line absorption coefficients the influence of ions will
be accounted for in the form of an additional Lorentz broadening (see [189]):
’Yy(:‘et)n'el =dne + dn/€’7 (5148)
where the average Stark shifts of the levels d,,, and d,,/, are calculated in the
maximally probable field F' with respect to the distribution (5.142) (see Figure
5.5). Generally speaking, the influence of ion broadening, manifested by an addi-
tional Lorentz width (5.148), is usually overestimated. Note that if the additional
broadening is accounted for as a Doppler broadening, then the effects of the ion
broadening, as a rule, are underestimated.

5.4.7 The Voigt profile

If the Doppler effect is superposed on the Lorentz profile of the spectral line by
means of formula (5.94), we arrive at the Voigt line profile [205]:

1 w—w ¥
Jop(w) = \/TDK( b of D). (5.149)
Here -
y exp (—s?)
= .1
K(z,y)=_ / (- )2 + 42 ds, (5.150)
—0o0

wag is the position of the line center for the transition a — 8 (€4 < €3), ¥ = Yag
is the Lorentz line width, and D is the Doppler broadening parameter:

Waps 20
D = . 151
c \/1836A (5.151)

The Lorentz width is provided by the formula (see (5.127))

Yas = Tt = o + U 00+ Ve F Ve + V- (5.152)

To calculate the Voigt integral one can use the scheme described in [154].

Due to the presence of the factor exp(—s?), the most essential domain for the
integration with respect to s in (5.150) corresponds to |s| < 1 . In that domain
the function y/[(z — s)? + y?] is, for each fixed value of z, a sufficiently smooth
function of s, provided that y is relatively large. It follows that, for y > 1, in
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order to calculate K(z,y) one can use Gauss-type quadrature formulas based on
Hermite polynomials:

1 — Y
~ E Aj . 5.153
Tim Tz —55)? + y? ( )

For small values of y the function y/[(z — s)? + y?] has a sharp maximum in
the point « = s, as a result of which the quadrature formula (5.153) fails when z is
small. To circumvent this, it is desirable to transform the expression for K (z,y) to
a form that is more suitable for applying Gauss-type quadrature formulas. Namely,
we have

o0 2
1 —S
K(z,y)= Im ¢ _ ds.
T T —s—1iy
— 00

If we now use the Cauchy theorem to replace integration along the real axis by
integration along a line parallel to it, setting s = ai +t (a > 0, —0c0 < t < ), we
obtain

e (a7,+t
K(z, Im/ dt =
x—t)—ila+y)

o
1 .2 / e [(a+y)cos 2at — (z — t)sin 2at]
e

(517 + (a4 )2 dt. (5.154)

™

—0o0

Thanks to this transformation, the function 1/[(x — s)? + y?], which has a sharp
maximum, is replaced by the function 1/[(x — )%+ (a + y)?], which in the domain
essential for integration can be sufficiently well approximated by polynomials of
relatively small degree. However, this procedure introduces a supplementary, os-
cillating factor. It is natural to take a = 1, and then in the domain essential for
integration the function (a+y) cos 2at—(x—t) sin 2at becomes sufficiently smooth
as well. Now instead of (5.153) we obtain
2 Z N (a+y)cos2as; — (v — s;) sin 2as;

Klz.y) ~ (z— ;)2 + (a+y)?

(5.155)

j=1

Formula (5.155) gives good results for arbitrary values of 2 and y even for a small
number of quadrature points [154].

5.4.8 Line profiles of a hydrogen plasma in a strong magnetic field

An external magnetic field, in addition to the electric fields of the ions and electrons
of a plasma, exerts a strong influence on the shape of spectral lines. Let us examine
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the influence of a magnetic field on the example of a hydrogen (deuterium) plasma
[140, 53]. Such a problem arises, in particular, in the investigation of radiative
transfer processes in low-temperature edge plasma in a tokamak. For example, in a
deuterium plasma in the divertor of the Alcator C-Mod tokamak, with temperature
T ~ 1 eV, electron density ne ~ 10'® cm™3 and magnetic field B ~ 8 T, radiation
in spectral lines plays a determining role in the energy transfer process, and this
transfer depends in an essential manner on the shapes of lines [173].

In electric and magnetic fields the degeneracy is removed and the spectral
lines corresponding to transitions between levels with quantum numbers 7 and
n split into separate components. The shift of each component and its intensity
depend on the value of the magnetic field B, the value of the quasi-static ion
microfield F and the angle between the vectors F and B. Moreover, the intensity
of a component depends on the direction in which the radiation propagates, more
precisely, on the angles between the wave vector k and the vectors F and B. The
total profile of the line for the transition n — n can be calculated by averaging
over the magnitude and direction of the quasi-static ion microfield (in what follows
the dependence on the magnetic field B is not indicated explicitly, though it is
implied):

D ( 47T/W ZGW Vo (w, F)dF. (5.156)

Here W (F) is the probability distribution function of the electric ion microfield,
Gw(ﬁ ) and (i)w(w,ﬁ ) are the relative intensity and respectively the profile of
the component ¥ — v of the transition i — n (v and v designate collections of
quantum numbers that specify the initial and final states of each component).

The profile of each component is determined by the Doppler effect and the
interaction of the atom with the free electrons (the natural broadening is here
negligibly small):

1
V7D,

where D, = (w,,/c)(2T/M)'/? is the Doppler broadening parameter, M is the
atom mass, and w,, is the position of the center of the component v — v. For the
profile ¢,,, one uses the approximation proposed by Seaton for the calculation of
the broadening of Stark components of a hydrogen plasma by electrons [201]. In
our case the splitting of lines is due not only to the Stark effect, but also to the
Zeeman effect, which imposes a specific character to the method for calculating
component profiles and requires some modification of the theory [201].

The relative intensities of the components v — v in the dipole approximation
are given by the expression

(bI/l/(w? ﬁ) = Spuu(w —Wyy — S, ﬁ)e_(s/Duv)z ds,

(5.157)
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where @(®) is the unit polarization vector of the photon. For unpolarized light

Gy = ann > aS wlrly W%, (5.158)

s=1,2

where f,5 is the total oscillator strength of the transition n — #.

The lines n — n will be regarded as isolated; for this to be possible it is
necessary that their characteristic width be smaller than the distance between the
nearest levels, which imposes restrictions on the magnitude of the magnetic field
and on the electron density:

B <c/a*, ne<0.05/a2 (5.159)

Let us remark that the straight-line approximation of classical trajectories for
perturbing electrons, which is customary in the theory of spectral-line broaden-
ing, does not lead to additional constraints on the magnitude of the magnetic
field. Indeed, that condition requires that the Larmor frequency be smaller than
the plasma frequency, or B < (87¢*n.)*/2. But as one can readily verify, the last
inequality is always satisfied if the constraints (5.159) hold. The spin-orbit interac-
tion can also be neglected, since the fine-structure splitting at temperature T ~ 1
eV is smaller than the Doppler width of levels.

As Epstein has shown in the framework of Bohr’s theory (see [35, 40]), the
joint influence of the magnetic and electric fields on the orbit of an electron in the
state with principal quantum number n and orbital number ¢ can be described,
in the first approximation with respect to the field, as a uniform and independent
precession of the vectors gnz F 7, with angular velocities J; and WJs:

. 1 5 3 =
wi,2 = 2CB¥ 2nF
(here 7 is the angular momentum of the electron and 7, is its position vector,
averaged over the orbital motion.) In the same approximation one can obtain the
corrections to the energy of the electron. The quantum-mechanical approach yields
— in the first approxunatlon of perturbatlon theory — the same result [53]. The
Hamiltonian H is written as the sum H = Ho—l—H " of the unperturbed Hamiltonian
Hy = —A/2 — 1/r and the perturbation H' = (1/2¢) B - £ + F -, which in the
subspace of states with given n can be represented in the form
~ 1 5 3
o™

H=_B-l-
2c

. 1 /5 = .
Here I 2 = 5 (€ + A) and A is the Runge-Lenz vector, which in the indicated
subspace satisfies the relation A = —27/(3n) (see, e.g., [53]).

The operators 1_172 commute with I—AIO and obey the usual commutation re-
lations for the angular momentum operator. It follows that I? = 12 = j(j + 1),
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where j is determined by the number of possible states, i.e., 2(2j +1)? = 2n? and
Jj = (n —1)/2; moreover, the projections of I} on the axis & and of I on the
axis o (denoted here by n’ and n”, respectively) may take the 25 + 1 integer or
half-integer values —j5, —5+1, ..., 7—1, j.

In the first order of perturbation theory

1
Enninitm, = =, o Twin’ +wan” + ~ Bmy, (5.160)
2n c
where mg = :I:% is the projection of the spin on the axis directed along the magnetic
field.
The corresponding wave function 1,/ can be written as a linear combina-

tion of wave functions in parabolic coordinates with the z-axis directed along the
electric field F*:

J J
wnn’n” = Z Z Adi,il (Oél)di,,h (042) ’(/Jnilh, (5161)

t1=—jiz=—j

where d{;k, (o) = Dik, (0, a, 0) is the Wigner function corresponding to the rotation
by angle o around the z-axis (see [220]) and i, i, = Yn,n,m are wave functions
in parabolic coordinates. In the present case these functions are conveniently char-
acterized by the quantum numbers 7; and io, representing the projections of the
operators I and I on the z-axis; these numbers are connected with the ordi-
nary parabolic quantum numbers ni, no and the magnetic quantum number m
(n1 4+ ng + |m| 4+ 1 = n) by the following relations:

i1+i2:m, Z’l*iQ:nQ*nl.

Further, ay and ay are the angles between the z-axis (i.e., the vector F ) and the
vectors &1 and W, respectively:

1 1
Bcosﬁ—an Bcosﬁ—l—gnF

cosa; = <€ " , cosag = <€ " ,
1 2

where ¢ is the angle between F and B.

The shift of the component v — v relative to the center of the line (v denotes
the set of quantum numbers nn'n”) can be calculated with the help of (5.160) to
be

JE—] J—14 ! 12
Wyy — Wip = 017 + woit! —win’ — wen”,

where w1 and ws are the angular velocities of precession for the upper level 7.
The dipole matrix elements (v|7|v) with the wave functions (5.161) can be
represented as linear combinations of matrix elements calculated in parabolic co-

ordinates. Let ugf)7 ués), u/(zs) be the Cartesian coordinates of the unit polarization
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vector @) in a system of coordinates with the z-axis directed along F and the
z-axis lying in the plane of the vectors F' and B. Then

T W) = 3 uld) aly).

a=1x,y,z
Here

(v|a|v) = (An'n" |a| nn'n"") =

J J
> S d (0n) dy, (az)x

i1,02=—J di1,ia=—j

di; (61) d,; (a2)(Annaimlalningm), (5.162)
where the matrix elements (7;7iam|a|lningem) in parabolic coordinates for a =
x,y, z are calculated by means of Gordon’s formulas [28].

The Wigner functions dj,,(a) in (5.161) and (5.162) can be expressed in
terms of Jacobi polynomials [220]:

: ! )l Y2 " v
dtor=a [ LA ) o )
where p=|k—k|,v=k+k|, s=7— (u+v)/2, & =1for k' >k and & =
(=1)¥' = for k' < k. The Jacobi polynomials P") are conveniently calculated by
means of recursion relations [154].

In the case of polarized light we direct one of the polarization vectors, @(!),
along the normal to the plane of the vectors k and B , and take the other, @?, to
lie in this plane and be orthogonal to k. It is convenient to carry out the averaging
with respect to the direction @(*) in (5.156) in a system of coordinates attached to
the magnetic field. Let ¢ denote the angle between the projections of the vectors
k and F in the plane orthogonal to B. Then

uf(bl) = cos ¥ sin ¢, “z(;l) = cos ¢, Ugl) = sindsin ¢,

ugf) = —cos 3 cos ¥ cos ¢ — sin B sin ¥, u?(f) = cos B sin g,
u(z2) = — cos @ sin ¥ cos p + sin 3 cos ¥,

where 3 is the angle between k and B.
Using (5.156), (5.157) and assuming that the profiles of individual compo-
nents are independent of the angle ¢, we finally obtain for the transition n — n:

o0 T
CIJnn(w) = 4:2?_ /dFW(F)Z/dz?sinﬂgbw(w,ﬂ,F) X
0 LA}

{2 sin? B(x,, sind — 2, cos 19)2 + (1 + cos? B) x
[(21, cos Y + 2, sin0)? + (y0)*] },  (5.163)
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where the matrix elements z,,, y,., 2., are given by (5.162).

Line shapes have been calculated for a deuterium plasma with temperature
T = 1 eV and electron density ne = 3 - 10! cm™3. Under these conditions the
influence of the magnetic field, the Stark effect and the Doppler effect on the lower
lines of the Lyman and Balmer series are of the same order (see Table 5.6), which
requires that these effects be computed simultaneously.

Table 5.6: Broadening parameters of lines (in eV) in a deuterium plasma with
T=1eV,n.=3-10"% cm™3, B=8T

Line Electron Doppler Stark Shift in a
width parameter shift magnetic field
Lys, 41-107% 33-100%* 1.2-107* 4.6-10~%
Lys 1,7-107% 37-107% 1.9.107* 4.6-10~%
Ly, 4.7-100% 42.107% 25.107% 4.6-107%
Do 1.7-100*  6.2-107° 1.9-107* 4.6-10~4

Figure 5.6 shows the profiles of the spectral lines Ly, (2 — 1) and D,
(3 — 2), computed by means of formula (5.163). The computations were done in
the absence of a magnetic field as well as in the presence of a magnetic field of
strength B =8 T dlrected parallel to the wave vector k perpendicular to k and
at an angle of 45° with k. The graphs show that the magnetic field exerts a strong
influence on the shape of the spectral lines, which is confirmed experimentally
(3, 161].

Figure 5.6: Profiles of the lines Ly, (left) and D, (right) with no magnetic field

(1) and in the presence of a magnetic field B = 8 T directed perpendicularly (2),
at an angle of 45° (3) and parallel (4) to the wave vector k

5.5 Statistical method for line-group accounting

The computation of line absorption cross-sections using formula (5.44) requires
a considerable amount of computer time. A main reason for this is the presence
of a huge number spectral lines in a dense plasma. This is connected with the
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realization of a large number of states of various ions which, having a small con-
centration, may contribute to the absorption coefficient because the value of the
cross-section near the center of the line is large. In addition, there are consider-
able computational difficulties due to the fact that it is necessary to account for
various effects that lead to line splitting and broadening in plasma. For example,
accounting in a sufficiently accurate manner for line splitting and broadening due
to the electric fields of neighboring ions results increase of several tens of times in
computing time.

To deal with this it is necessary to considerably simplify the computations.
This can be done by grouping spectral lines and describing the resulting groups by
means of some effective profile. Clearly, the application of such a description for
groups of nonoverlapping lines can lead to considerable errors and to distortion of
the absorption spectrum. To avoid this, it is necessary to analyze how line splitting
and broadening mechanisms affect the photon absorption coefficients.

5.5.1 Shift and broadening parameters of spectral lines in plasma

Let us examine the most important effects leading to line splitting and broadening
in a hot dense plasma. First of all, a large number of lines arise because identical
one-electron transitions (see (5.53)) take place in fields of ions that differ from

one another through their configuration Q = {N N } and, connected with this,

ntlj
through the effective charge of the ion core, external screening, etc. Moreover, for
a given configuration () an essential role is played by the multiplet splitting of
levels according to the total momentum of the ion’s electrons.

In the examination of the effects that influence the shape and width of a
line, it is necessary to bring into picture, in addition to the natural broadening,
the broadening due to the interaction of the ion with free electrons, with other
ions, and also to the Doppler and other effects (for example, the Auger effect).
All the line splitting and broadening effects listed above lead to line overlapping
and to blurring of details of the spectrum. To characterize the degree to which
lines may overlap, let us consider a gold plasma (Z = 79) with temperature T' = 1
keV and several different values of the density: p = 0.1 g/cm?, p = 1 g/cm? and
p =10 g/cm3.

Table 5.7 lists for these cases the energy levels ¢, and the average occupation
numbers of electron states, N, (a = nfj). Moreover, Figure 5.7 below shows
the graphs of the ion probability distribution P, with respect to the degree of
ionization k.
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Table 5.7: Energy levels (in eV) and the average occupation numbers in a gold
plasma with temperature 7 = 1 keV and densities p = 0.1 g/cm?® (Z, = 66.4),
p=1g/em? (Zy =60.9), p = 10 g/cm® (Zy = 52.1). The computations took into
account shells with n <9

p=0.1g/cm? p=1g/cm® p =10 g/cm®

3
~
<

leneil  Nne;  lenesl  Nogg o lenegl  Nugj

1/2 86396 2.0000 85269 2.0000 83850 2.0000

1/2 19648 2.0000 18619 2.0000 17299  2.0000
1/2 19153 2.0000 18100 2.0000 16759 2.0000
3/2 17261 3.9988 16224 3.9996 14897  3.9998

1/2 7919  0.4419 7108 1.0628 6001  1.5157
1/2 7745  0.3848 6911  0.9645 5782  1.4309
3/2 7229  0.4983 6420 1.4525 5317  2.4497
3/2 7011 0.4106 6147 1.2114 4991  2.1312
5/2 6889  0.5520 6034 1.6769 4886  3.0395

1/2 4129  0.0128 3514 0.0606 2644  0.1972
1/2 4048  0.0118 3422  0.0555 2541  0.1796
3/2 3882  0.0200 3277 0.0963 2419 0.3213
3/2 3791  0.0183 3161  0.0860 2277  0.2817
5/2 3746  0.0262 3122  0.1242 2246  0.4104
5/2 3686  0.0247 3027 0.1131 2106  0.3603
7/2 3665 0.0322 3010 0.1484 2093 0.4745

1/2 2508  0.0025 2030 0.0141 1330  0.0572
1/2 2468  0.0024 1985 0.0135 1280  0.0544
2389  0.0045 1919  0.0252 1229  0.1036
3/2 2344 0.0043 1861  0.0238 1158  0.0967
5/2 2322 0.0063 1843  0.0351 1145 0.1431
5/2 2293  0.0061 1796  0.0335 1077  0.1339
7/2 2283  0.0081 1788  0.0444 1071  0.1776
7/2 2264 0.0080 1754 0.0429 1018 0.1686
9/2 2258  0.0099 1749  0.0533 1015  0.2102

1/2 1659  0.0011 1268 0.0661 686.6 0.0345
1/2 1637 0.0011 1243  0.0064 658.8 0.0296
3/2 1593  0.0020 1207 0.0124 633.5 0.0578
3/2 1568  0.0020 1175 0.0121 694.0 0.0556
5/2 1555  0.0029 1165  0.0179 587.1  0.0828
5/2 1539  0.0029 1139 0.0174 548.7 0.0798
7/2 1533  0.0038 1134  0.0231 545.7 0.1060
7/2 1522  0.0038 1116  0.0227 5154  0.1029
9/2 1519  0.0047 1113 0.0283 513.8 0.1284
9/2 1515 0.0047 1103  0.0280 493.0 0.1258
11/2 1513 0.0056 1102  0.0336 492.0 0.1508

OO OO CUUNUTUTUTUTOTOTU i xR b b R R WWWWwWw NN =
CUOUR R WWNNNRFRE FO RARRARWWNNNHFFHFO WWNNNR RO NN RFRO RFRO O
w
~
[\
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Figure 5.7: Ton probability distribution with respect to the ionization degree k for
a gold plasma with temperature T' = 1 keV and densities p = 0.1 g/cm?, p = 1
g/cm? and p = 10 g/cm?

Knowledge of the average occupation numbers allows one to estimate the
number of spectral lines corresponding to a given one-electron transition nfj —
n/¢’'j'. To do the estimation we will assume that with sufficiently large probability
in the plasma there are realized configurations @@ with occupation numbers of
electron states N& such that

N, — 6Ny < NY < N, + 6N, (5.164)

where §N,, is the mean square dispersion of the occupation numbers N& relative
to their mean values N,.
To calculate 0N, we will use the binomial distribution (5.74), which yields

SN, = [gaNa (1 - NO‘)] v (5.165)

G

(here g, denotes the statistical weight of the level o). Since the number of distinct
ion states N (neglecting splitting effects) correspond approximately to the number
of configurations considered, we obtain the estimate

N~T]@ 6Na +0.9] +1), (5.166)

(03

where [z] denotes the integer part of . Generally speaking, the number of spectral
lines is obviously considerably higher than A/, in particular due to multiplet split-
ting of levels. In the case Z =79, T =1 keV, p = 1 g/cm? the estimate (5.166)
yields N~ 10°, and when splitting effects are incorporated one has N ~ 108.
Next let us examine the typical line shifts and broadening parameters for one
of the one-electron transitions néj — n'¢'j’ withn=3,¢=1, j =3/2, n' =4,
¢ =2, j' =5/2. The results of the computation of the various relevant quantities
are shown in Table 5.8. As one can see, a change in the ion charge by the amount
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Table 5.8: Typical values of the line shift and broadening (in eV) for the transition
3p3/2 — 4ds 2 in gold at temperature T'= 1 keV

Effect p=01g/cm® p=1g/cm® p=10g/cm?

1. Change of ion charge 50-200 45-200 40-150
2. Change of occupation

of outer shells 0.1-6 0.2-8 0.3-12
3. Multiplet splitting with

respect to total momentum 0-28 0-28 0-28
4. Natural broadening 0.06 0.04 0.03
5. Doppler effect 0.4 0.4 0.4
6. Electron broadening 0.07 0.1 0.3
7. Ion broadening 0.006 0.04 0.2

AZ ~ 1-5 results in a shift of lines and also of photoionization thresholds by ~
40-200 eV (see the first row in Table 5.8).

The magnitude of the shift can be easily estimated using the hydrogen-like
approximation for the energy levels:

2

Z l
Ent = _2;22 + Anéa

whence

Zné AZTLZ

AETLZ ~ 2 y
n

(5.167)

i.e., for instance, Ae,y &~ 120 AZ,,p €V for n = 4 (see Table 2.3, which lists effective
charges Z,,¢ for the average ion).

The influence of the external screening is much weaker, the corresponding
shift being only of ~ 0.1-12 eV. A similar shift ~ 0-28 eV is obtained for the
value of the level splitting with respect to the total momentum (see row 3 in the
table). The total dispersion of the positions of lines in ions with identical charge
is AE ~ 20-30 eV.

If the number of lines is sufficiently large, so that the condition Ny > AFE is
satisfied, where -y is the typical line width for the given transition, then the groups
of spectral lines corresponding to the given energy interval AFE will overlap. For
density p = 0.1 g/cm?® one has N' ~ 103, while for densities p = 1 g/cm?® and
p = 10 g/cm® one has N' ~ 10° and N' ~ 107, respectively. As one can see
from Table 5.8, the condition of line overlapping for the transition in question
is practically satisfied already for a density p = 1 g/cm?. For larger densities,
in particular for p = 10 g/cm?, the lines overlap completely, which changes the
situation cardinally compared with the case of absorption in a single spectral line.

It is interesting to note that until relatively recently researchers thought
that spectral lines have no effect on the Rosseland opacity. For instance, in the
monograph [67], in his analysis of the influence of various processes on the radiative
heat conductivity of matter, the author argues as follows:
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Figure 5.8: Contribution of various processes to the spectral absorption coefficient
for a gold plasma (Z =79, T =1 keV, p =0.1 g/cm?®). The solid curve corre-
sponds to the total absorption coeflicient x(w); also shown are the contributions
of photoionization (dashed curve), bremsstrahlung (dashed-dotted curve), and the
domains of influence of the main transitions n — n’

“We did not include among the processes considered those for which both
the initial and the final state are bound states. This refers to absorption, which
results in the presence of spectral lines. Generally speaking, this process cannot
be always neglected. However, in the special case of radiative heat conductivity it
practically has no importance due to the specific features of the Rosseland mean.
If we are dealing with a thin line, then the opacity will be very large in a very
narrow frequency interval. But according to Rosseland, what is being averaged over
frequency is not the opacity, but the reciprocal quantity, i.e., the free path. Within
the limits of the spectral line the free path is very small, but so is the frequency
interval. Even if one considers that the free path within the limits of the line is
zero, that would only mean that from the Rosseland integral we must exclude the
frequency interval corresponding to the line width. In the limit of infinitely thin
lines, their influence on the Rosseland mean is identically equal to zero, regardless
of how strong the absorption in the spectral lines is. From this point of view, the
natural and Doppler width of lines are negligible. Absorption in lines may manifest
itself in the radiative heat conductivity only due to the broadening of lines at high
densities as a result of collisions. However, quantitative estimates show that, in
fact, in stellar conditions this effect can be neglected. If the density is so high that
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the lines become very broad due to collisions, then inverse bremsstrahlung plays
a more essential role than all transitions from bound states. In view of the above
argument, in the consideration of radiative heat conductivity we will consider only
the three processes listed above.”

As a matter of fact, in many cases absorption in spectral lines in a hot plasma
is the most important process in the description of radiative heat conductivity.
For example, accounting for spectral lines in gold with temperature T'=1 keV
and density p=0.1 g/cm? leads to a decrease of about ten times in the Rosseland
mean free path (see Figure 5.8 above).

It is precisely the line groups that determine the absorption spectrum (see
Figure 5.9a in the natural scale, in contrast to the logarithmic scale used in Fig-
ure 5.8) and the emissivity (Figure 5.9b), exerting a strong influence on the mag-
nitude of the free paths of photons (Figure 5.9¢).

() | | | i)
u b
6'103’
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4.103¢
500 |
2.1037 M jJ 1
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(W) {(w)R(z)
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C
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0 5 10 15 w 0 5 10 15 w keV

Figure 5.9: Dependence of the spectral characteristics of a gold plasma in the
interval of photon energies 0 < hw < 207, at temperature T'= 1 keV and density
p = 0.1 g/cm? on the photon energy in keV: (a) absorption coefficient, in cm?/g
(opacity); (b) emissivity in TW/(cm?-eV-steradian); (c) free path, in cm; (d) free
path times the Rosseland weight function
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The emissivity j(w) was calculated in accordance with Kirchhoff’s law (see
Subsection 5.1.3):
_ hwlpr(w) e

jw) = pk(w) B, = where z = hw. (5.168)

4dm3c2 1 —e @’ T

Note that for the calculation of the Rosseland mean free path the most important

domain is T < hw < 10T (see Figure 5.9d, which shows the subintegral curve
15  z%e®

R, R@ = T ).

Fluctuations of the occupation numbers lead to a broadening of the domain
of influence of the spectral lines corresponding to one and the same one-electron
transition. This factor is most prominent for high densities (in the case of gold,
for example, for densities p > 0.01 g/cm?®). For smaller densities the multiplet
structure of the spectrum (see Subsection 5.5.3 below) becomes the dominating
factor. Next to it, especially for low-Z elements in a highly ionized state, when
the number of possible ion states is not large, the Stark effect, which determines
the broadening of spectral lines, may prove important [75, 189].

5.5.2 Fluctuations of occupation numbers in a dense hot plasma

A detailed description of the level structure of each ion in a hot plasma requires
enormous computational resources. In practice it is convenient to group together
levels that are close to one another, thereby creating a transition arrays from one
group of levels to another.

In particular, such numerical algorithms using an unresolved transition array
(UTA) method are constructed in a natural manner if, for example, one does not do
a detailed accounting with respect to the quantum numbers £, j and assumes that
different configurations of ions differ only through the total number of electrons
on the shell with principal quantum number n. In this way one has to deal with a
relatively small number of configurations { N9}, with occupation numbers N,, =
NY =0,1,2,...,2n2.

Once the numbers N are given, the occupation numbers of the correspond-
ing averaged representative of this group of configurations are given by the formula

vo _2+1

Wi = g2 NE. (5.169)

Similarly, one can carry out a more detailed configuration accounting by
setting, for example,
o _ 2j+1 Q

= . 1

and sorting the configurations {NSZ}.
In such approach it is convenient to start with quantities obtained in the
average-atom approximation, regarding the different configurations as fluctuations
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Figure 5.10: Line absorption coefficient (without accounting for multiplet splitting)
for the transition 3pg’ — 4d52’ in a gold plasma at temperature T' = 1 keV and
density p = 1 g/cm3, for different numbers of ion configurations accounted for:
(a) one configuration, (b) 24 configurations, corresponding to various degrees of
ionization, (¢) about 6000 configuration, (d) more than 70000 configurations

of the occupation numbers about their average values. It is clear that one needs to
take into considerations only the shells that are not filled, more specifically, those
among them for which the occupation numbers are not too small. In practice
it suffices to take into account 2 or 3 shells, and the amount of details may be
decreased with the growth of the principal quantum number.

Figure 5.10 shows the absorption coefficients for the transition 3pz /o — 4ds /2
at T =1keV, p =1 g/cm?, computed by formula (5.53). In the first case (Fig-
ure 5.10a) one considers only one configuration, corresponding to the average
ion. Figure 5.10b accounts for the main configurations, corresponding to various
degrees of ionization. For Figure 5.10¢ about 6000 configurations, with different
numbers {Ngg}, were accounted for. Finally, Figure 5.10d accounts for practically
all possible configurations {Nq?e ;} (more than 70000). As a result of accounting
for an increasing number of configurations, the total absorption coefficient of the
lines 3p§ — 4dg fills out more and more densely the spectrum interval 3.1-3.5
keV, approaching the smooth curve obtained by Moszkowski’s method, described
below in Subsection 5.5.3 (see Figure 5.11).
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Figure 5.11: Line absorption coefficient for the transition 3p§ — 4dg at tem-
perature T = 1 keV and density p = 1 g/cm?® for a detailed configuration ac-
counting without multiplet splitting and with multiplet splitting accounted for by
Moszkowski’s method (smooth curve)

5.5.3 Statistical description of overlapping multiplets

Multiplet splitting leads to a further increase in the number of lines, which is
particularly important for multielectron ions of high-Z elements. Such ions may
exhibit states with a large number of partially occupied shells (including the d
and f shells), which results in a huge number of multiplet components [166].
In a number of cases, to account for the term structure one needs to use the
intermediate-coupling approximation [71, 93, 132]. This makes the computations
considerably more difficult, and they can be done only on supercomputers.

To calculate the averaged coefficients — the Rosseland and Planck mean free
paths, the group constants, — it hardly makes sense to give a minute descrip-
tion of fine details of the absorption spectrum. In this case we may regard the
multiplet-splitting effects as an additional broadening of the lines and calculate
the combined profile of the multiplet on the basis of some statistical distribution
of its components [22, 26, 138].

Assuming that in the one-configuration approximation the ion wave functions
can be constructed as linear combinations of Slater determinants (5.84), we obtain
the following expression for the average of the ion energy over the configuration
Q: R

> g(yJM) {yJM|H|~J M)
yJM

@ > 9(vJM)
~yJM

E = (yJM|H|yJM)o, (5.171)

where H is the Hamiltonian of the system of electrons of the ion, g(yJM) is the
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statistical weight of the state vJM and (- --)g denotes averaging over all possible
states of configuration Q.

Next, by a know relation from probability theory, the dispersion of the energy
of an electron configuration is given by

0422 = <E«2/JM>Q - <E’*/JM>2Q» (5.172)

where E,jy = (yJM|H|yJM).
In much the same manner one can define the dispersion of the energy of the
transition between two configurations @ and Q’:

0% = Byt — Bvyrnt) D)o@ — (Eyne — Byida)®s  (5.173)

where (- -- )@,/ denotes the averaging with the weights of the corresponding com-
ponents of the multiplet.

Explicit calculations based on formulas (5.171)—(5.173) were carried out in
[23, 24, 25], where analytic formulas for the dispersion (5.173) were obtained in
the approximation of a different type of coupling. However, for practical opacity
computations such expressions are too tedious, and so it is more convenient to
confine ourselves to a simpler approximation, whose accuracy is comparable to that
in [25]. If one neglects the interaction between electron shells, then to calculate the
dispersion of energies of a transition between arbitrary configurations one can use
the sum of the corresponding squared dispersions of transitions for two-electron
configurations.

Let us consider the one-electron transition o — [ from configuration @ to
configuration @', where Q@ = o and Q' = oV ~!3, assuming that the electron in
the state 8 does not influence the state a. Then, as it was shown on a number
of examples in [138] by Moszkowski, for such a transition the dispersion can be
calculated by means of the formula

(N =1)(ga — N)
0H g ; _"2 Ol o> (5.174)

2

2 . . . .. 2
where 07, 5 is the dispersion for the transition «

weight of the state a.

— aff and g, is the statistical

Formula (5.174) can be derived by a simple argument. First, we shall assume
a quadratic dependence of the dispersion of the multiplet splitting on the number
of electrons N. Next, we observe that the dispersion is equal to zero for N = 1
and N = g,; also, if N = 2, then O'Z)_)Q/ must coincide with aiaﬂaﬁ. Note that in

this approach the dispersion attains its maximum for N ~ g, /2, as it should be.
Accordingly, for the transition o™ 32 — oM ~13N2+1 we have

(N1 = 1)(ga — N1) Na(gs — N2 — 1)

2
O’Q_,Q/ ~ Uaa—>a[3 95 — 9

2
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Summing the expressions for the dispersions of the transitions av®y — vV,

N(g, — N
Oil/N*)ﬁl/N = (gl’ ) Uiy—»ﬁy? (5176)
v — 1
and adding the expression (5.175) to the result, we conclude that in the general
case the mean square dispersion of the components of the multiplet Q — Q' of
the one-electron transition o — ( is given by

NY —1)(go — N2
Oiﬁz( « g)(i]o; O‘)Uiz_,ag-i-

Ng (95 = N§ = 1)

N&%(g, — NQ)
2 v v v 2
g2 Oopp2 T+ E o (5.177)

o av—fv
viap 1

where the two-electron dispersions 04,3, are calculated in the approximation
provided by some coupling scheme. In practice it is convenient to use the jj- or
LS-coupling, since for these choices the energy of two electrons can be calculated
by means of simple analytic formulas.

Expression (5.177) is convenient for practical computations, because the cal-
culation of the dispersion of the transition & — [ for a given configuration
reduces to that of dispersions of transitions in two-electron configurations, which
in the approximation adopted here are independent of the concrete states of ions.
This allows one, based on two-electron dispersions calculated previously, to deter-
mine the dispersion for any multi-electron configuration with a minimum number
of numerical operations.

Let us consider, for example, the situation when the two-electron dispersions
are treated in the approximation of the jj-coupling:

U?xueﬁu = <AE(2¥V—>ﬁu> - <AEO¢V—’[3V>2’

where the parameters (AE™ ) for m = 1,2 are calculated using the shifts of

av—fPv

ion energies due to a change in the state of one of the electrons:

<A m > _ ZJ,J’(2J + 1)(2‘]/ + 1)|AE(XV—>5V(J7 J/)|m
B ST+ 120 +1)

av—fPv

Here
AEO&UHQU(‘L Jl) = E(jﬁvjuv J/) - E(javjuv J)7
|jv7ja|§t]§ju+jom |ju7j[3|§<]/§jv+jﬁa |J7JI|§1
To calculate E(j1,j2,J) we assume that the one-electron wave functions remain
unchanged when the electron states change; what changes is only the total mo-

mentum J and, correspondingly, the multi-electron wave function, i.e., the linear
combination of determinants (5.177). In this approximation, the energy of two
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electrons with total momentum J is determined by means of the Slater integrals
F3, and G%, (see [156] and also the analogous formulas (3.39), (3.44) for the
nonrelativistic case):

jl/+jcy
E(jarjuJ) =Ta+1,+ Y (a:sF5, —bG3,), (5.178)

5=|ju—Jal

where

S S 1
as = (_1)ja+]V_J\/(2ja + 1)(2jl/ + 1)W(jajujaju§ Js)C]”f 50 Cdul2

Jos Jv 5 807

.1 2
by = (2 + W Gadduiai 75) (CI3 o) [1+ (=)' *55] 2,

(in the case o = v the coefficient by = 0).

To illustrate the use of formula (5.177), we give here results of the computed
transition arrays 4s — 4p for the ions Ni II, Mo XVI and Pr XXXIIT (see fig-
ures 5.12-5.14 below). The computations were carried out for the configuration
3d® 4s, for various temperatures and densities (see Table 5.9). As the figures show,
formula (5.177) describes well the distribution of overlapping clusters of lines.
Moreover, when the density increases the profiles of such clusters, computed with
the term structure accounted for, approach the profile given by dispersion (5.177).
Note that the computing time required for the detailed calculation is several orders
larger that in the case of Moszkowski’s method.

Table 5.9: Lorentz widths 7 in eV for the lines of the transition 3d® 4s — 3d® 4p in
the ions Ni II, Mo XVI and Pr XXXIII for different values of the temperature 7'
(measured in eV) and density p (measured in g/cm?). Also shown is the average-
ion charge Z

P 10-3 10-2  10°! 1
T 2 2.5 3
Ni IT v 0.0058  0.042 0.6
Zy 1.18 1.06 0.82
T 65 75 115
Mo XVI v 0.013  0.12  0.74
Zy 15.8 14.6  15.36
T 200 250 350
Pr XXXIIT  ~ 0.0051  0.031  0.29

Zg 32.9 32.9 32.4
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Figure 5.12: Spectral absorption coefficients for the transition 3d® 4s — 3d® 4p in
the Ni II ion for different densities p, with the spin-orbit interaction accounted
for via a coupling of intermediate type (continuous curves) and computed by
Moszkowski’s method (dashed curves)
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Figure 5.13: Same as in Figure 5.12, but for the Mo XVI ion
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Figure 5.14: Same as in Figure 5.12; but for the Pr XXXIII ion

For a comparison with the more accurate method found in [25], Table 5.10

lists the dispersions for several transitions in a tungsten plasma, computed with
the wave functions of the average ion for T'= 0.5 keV, p = 0.5 g/cm?® (in this case
the average charge of the ion is Zy = 46). If one recalls that the charge of the ion
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W48 in [25] differs from the charge of the average ion, in the potential of which the
wave functions were calculated, one can consider that the approximation (5.177)
yields a satisfactory accuracy.

Table 5.10: Dispersions of several transitions for a tungsten plasma. The computa-
tions using formula (5.177) were carried out with the wave functions of the average
ion at temperature 7 = 0.5 keV and density p = 0.5 g/cm?

Oag Cop

Transition according to (5.177)  according to ref. [25]
3d35dS 5 — 3d3 55 5 4p1 /2 6.50 8.14
3d35dS 5 — 3d5 53 5 4p3 )2 6.11 5.18
3d30d3 5 — 3d35d5 54P3 )2 6.13 6.43
3d3 502 5 — 3d3 5d3 5 4P3 )2 6.68 6.47

The influence of the multiplet splitting effects on the absorption coefficients
is illustrated on Figure 5.15 below (see also Table 5.11), which shows some results
of computations for an iron plasma, carried out in various approximations with
the codes THERMOS, STA and OPAL. The codes OPAL and STA, in contrast to
THERMOS, use a parametric potential (see, e.g., [180]). Absorption in spectral
lines is accounted for either in the approximation of a coupling scheme of inter-
mediate type with a detailed accounting for terms (OPAL), or in the statistical
approximation [26], which is more precise than Moszkowski’s method, but requires
a considerably larger volume of computations (STA).

As one can see from Figure 5.15 and Table 5.11, the multiplet splitting de-
termines the radiative heat conductivity of iron at temperatures T' < 0.1 keV and
for densities p ~ 1074 g/cm3 (see also Figure 5.16, which displays the spectral
absorption coefficients for an iron plasma at T'= 20 eV, p = 10~* g/cm?).

The redistribution of spectral lines due to multiplet splitting modifies the
absorption spectrum in essential manner, and this effect becomes even more im-
portant for low densities (see Figure 5.17 for a xenon plasma at temperature 7T =
15 eV and density p = 1076 g/cm?). As the density increases—in particular, for
densities p > 0.01 g/cm?, the influence of the term structure becomes less notable,
because for such densities the determining role is played by the fluctuations of the
occupation numbers.

The practical importance of accounting for the effects of multiplet splitting
in the computation of absorption coefficients is particularly transparent in as-
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Figure 5.15: Dependence of the Rosseland mean opacity kg for iron on the temper-
ature T in keV for densities p = 107% g/cm? and p = 107! g/cm?, calculated with
the code THERMOS. The dashed [resp., continuous| curve represents the values
calculated without the multiplet structure of the levels [resp., with the multiplet
structure accounted for in the Moszkowski approximation]. Also shown are the
values obtained with the codes OPAL and STA for T' = 0.02 keV, p = 10~* g/cm?
and for T = 0.1 keV, p = 0.1 g/cm?® (they practically lie on the continuous curve,
see Table 5.11)

Table 5.11: Rosseland mean opacity kg for an iron plasma

T,eV  p, g/cm® Code KR, cm?/g
THERMOS  7.87-10°
20 1074 STA 7.68-103
OPAL 6.11-10°
THERMOS  1.43-10°
100 1071 STA 1.38-10°
OPAL 1.18-10°

trophysical applications. As it turned out, the heaviest component of the stellar
atmospheres of cepheids, iron plasma, despite having very small concentration,
determines their opacity [209]. Highly accurate computations carried out with the
OPAL code at the Livermore National Laboratory, USA, [182] and the Sandia
Laboratory experiments which confirm these computations, allowed researchers to
explain the puzzling behavior of cepheids in the Herzsprung-Russell diagram [209].

Therefore, for low densities of matter, in many cases, in addition to a de-
tailed accounting of configurations, a detailed accounting of terms is necessary,
and satisfactory results are obtained only when a coupling scheme of intermediate
type is used.
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Spectral absorption coefficients of iron at temperature T' = 20 eV

and density p = 107% g/cm3: (a) values computed without accounting for the
multiplet structure of levels; (b) computed with the multiplet structure of levels
accounted for in the approximation of an intermediate-type coupling, using the
code OPAL [182], (¢) computed with the multiplet structure of levels accounted

for in the Moszkowski approximation, using the code THERMOS
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Figure 5.17: Absorption coefficients (in 10° cm?/g) in various approximations : (a)
configurations are accounted for by using perturbation theory without calculation
of the multiplet structure; (b) the multiplet structure of levels is accounted for in
the approximation of an intermediate coupling scheme. The computations were
carried out for a xenon plasma (Z = 54) at temperature T = 15 eV and density
p=10"°g/cm?

5.5.4 Effective profile for a group of lines

In a sufficiently dense plasma it is possible that the conditions for the overlapping
of lines on characteristic energy intervals, which are determined by the magnitude
of the multiplet splitting and the line shift due to the change of the occupation
numbers in different configurations @, are realized. To account for the influence
of various configurations, let us first combine the contribution of the broadening
effects (5.151), (5.152) and of the multiplet splitting (5.177) in the form of a
profile @Sﬂ(s — sgﬂ), where sgﬁ is the energy of the transition a — [, averaged
over all states of the configuration @ (including averaging with respect to the total
momentum J). Using @gﬂ(s — ESB), the absorption cross-section corresponding to
the one-electron transition o — (3 can be written as

N©
Ugg(é‘) =) Z PoN©@ (1 . ) fg[,(bgﬁ(a — Egﬁ), (5.179)
) 9s
where the oscillator strength faQﬁ is also averaged over the states of configuration
Q, and Cy = 272aad = 4 - 107 cm?.

In the simplest case of total overlapping of lines one can sum over the con-
figurations @, relying on the average-atom approximation:

ng(s) = CoNa (1 - ].;23) faﬂjaﬂ(s)- (5180)

Here J,3(¢) is some combined profile for the set of overlapped lines of the transition
o — 3 and f,g is the corresponding oscillator strength for the average ion with
occupation numbers N,,.
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Let us calculate J,g(¢) in the case where all the lines of the transition a« —
are grouped near one maximum [56]. We make the approximate assumption that
the profiles of the lines of one and the same transition are independent of the
configuration @, differing only through the position of the line’s center. We shall
also assume that the wave functions of the ion under consideration differ only
slightly from the wave functions of the average atom. Then for the transition
energies agﬂ and the oscillator strengths ffﬁ, corresponding to the average values
over the configuration ), we have

sgﬁ ~eop+ Acg =€ap + Z §Nq(;;w7 (5.181)
q
Q |2 Q
2 2 €
9~ Q r ~ Q |7 |12 _ Tap
fop = 3%as ‘ (ZJ: rj)ag R g €ap Fapl” = Eap fass (5.182)

where 0N, = NqQ — Ng, Gé“ﬁ = Gy = Hgy — Hog, Hjq is the matrix element
of the pair interaction of electrons in the states k and ¢, calculated from the
wave functions of the average ion (see (3.39)); eqp and fu3 are the energy and
respectively the oscillator strength for the transition « — 3, corresponding to the

average ion.
Substituting (5.181) and (5.182) in (5.179), we have

oﬁf(a) ~ Cy ZGZ o Z Py (eaptAeq)(nogtong ) (1—ng—0ng)®.5(e—cap—Acq),
«
Q
(5.183)
where no = No/ga, 0na = ONo/ga.
To continue the calculation, it is convenient to represent the function @,z as
a Fourier integral:

Dop(e —eap — Aeg) = \/127T / @(s) explis(eap + Aeg — €)]ds. (5.184)

This yields a formula of the form (5.180):

035(5) = Cogana(l —ng) fapJas(e), (5.185)

where

Jople) = \/1277 / o(s) explis(e — €qnp)] Z Py exp|—isAeg]x
oo Q

A
[1 + EQ} [1 L0 O Omaldng (s g6)
EaB Ng 1-ng n.(l—np)
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The expression (5.186) describes the distribution of the population of spectral lines
corresponding to the transition a — (. If we introduce the functions

B ) Aé‘Q Mg, 5”5 §na5n5
= %:PQQXP[ isAeq] {1+ . Hl+ ne  1—ng na(l—ng)
(5.187)
Fe) = | /f(s) exp(—isg) ds, (5.188)
Vor

and recall that [~ exp[—i&(s — s')]d¢ = 2m6(s — '), then the profile (5.186) can

be recast as
oo

Tope) = [ Buple— 2ap ~ F (@), (5.189)
Thus, in order to calculate J,g(¢) it suffices to determine the function F(s).

To this end let us substitute expression (5.181) in (5.187) and expand the expo-
nential in a series. Then, up to terms (6n)?, we have

0ng on
S)ZZPQ{1+n _1—fm+
Q «
Zg ongGy 14 ona  dng  dnadng
! eap Ne 1—ng ne(l—ng)
q
is Z 9q0neG O ong + Z 9p 6ZPGP
q

Ny 1 — ng » af

2
> 94990401, GG, }

p.q

+

Henceforth we will denote averaging with respect to the binomial distribution
(5.74) with brackets (---). Under the no-correlation assumption (i.e., in the case
when (dn,dn,) = 0 whenever p # ¢), we have

(5n2) (0n3)
~] " gaGo — G
Fls) + sagnag eap(l—n )gg 8t
[z (on3 263
is e gaGa—(l_ gG +qu 56

(is)? 3 g2(on2)G2. (5.190)

2 q q q
q
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By a property of the binomial distribution,

(6ng) = na(l =) (5.191)
9q
and so
E1 E1 + Eg/éfaﬁ . E2 (18)2

=11 1 .192

F(s) ( +€aﬁ>{ + |+ By feas ZS+1+E1/EO¢;3 L (5.192)
where

By =Go(l=ns) = Ggng,  Ey=Y gqng(1—ng)G2. (5.193)

q

Therefore, in terms of two known moments of the distribution (5.192), the function
F (&) (see (5.188)) can be approximated by a Gaussian

1+ Ei/eag [ (E—A)Q}

F(§) ~ exp | — 7 5.194
(6) \/27T0’ p 202 ( )

where oy .

+ Eao/eap 2 2
A=""1 , = . 5.195
1+E1/€a[3 7 1+E1/Eag ( )

Thus, the profile of the group of lines is given by the expression
1+E1/ea@7 { (a—m?}

Jag(e) = DPg(e —cqg—&)exp |— d€. 5.196
5(€) oo s 5 —&)exp 002 3 ( )

— 0o

To derive formula (5.196) we have used the expression (5.181) for the tran-
sition energy and the binomial distribution (5.74) for the probability of different
configurations. Furthermore, we have assumed that the lines are substantially over-
lapping and that the fluctuations of the occupation numbers are small compared
with the statistical weight of levels, i.e., dn, = 0N, /go < 1. Both these conditions
are well satisfied for high-Z elements at temperatures when roughly half of the
electrons are ionized. Note that if the binomial distribution is applicable, then, as
follows from (5.191), the condition that the fluctuations be small is also satisfied.

In most practical problems the individual profiles ®,3(¢ — £,3) of spectral
lines are described by the Voigt function (see (5.149)):

1 €—€ag 7
éaﬂ(g_saﬁ): \/WDK< D 7D>7

where 7 is the Lorentz width of the line and D is the Doppler broadening param-
eter. The convolution of the Voigt function with the Gauss distribution (5.194)
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according to formula (5.196) yields again the Voigt function, but with different
parameters:

1 _ _
Jugle) = LBV (5 fap— A 7 ) . (5.197)
V/T(D? + 202) VD2 + 202" \/D? + 202

Therefore, in the approximation adopted here the total profile of the set of
Voigt lines is also described by the Voigt function. In the case where the density of
lines is large, when the width of an individual line v can be neglected in comparison
with their mean square dispersion o, putting ®,5(c — €q3) = d(e — €op) and
assuming that the conditions F4 /eq3 < 1, Ea/eqp < 1, are satisfied, we obtain
for the profile (5.196) the Gaussian curve

_ _ 2
Jas(e) = ¢2er2 P (_ ‘ 63%2 ) > ' (5:198)

Expression (5.198) was used by Stein, Shalitin and Ron in [210], where some other
parameters F; and E5 were obtained.

Formula (5.180) gives one smooth envelope for the entire group of lines of a
one-electron transition &« — (. Such an approximation is rather crude, because in
many cases the profile of overlapped lines corresponding to a one-electron transi-
tion has a more complex shape and is given by a function with a certain number of
maxima. These maxima arise due to the presence of states of the group of ions that
differ considerably through their transition energies. To sharpen formula (5.180) it
seems natural to group together the lines near such maxima and describe the en-
tire population of lines of the considered one-electron transition as a set of several
effective profiles (5.196).

Such a generalization is carried out in the papers [19, 55]. In particular, in
[55] the authors use the fact that the fluctuations of the occupation numbers on
the lower shells “shift” the lines more notably than the fluctuations on the upper
levels. It is precisely such configurations, in which the occupancy of the lowest
shells is affected by ionization changes, that will determine the main groups of
lines. Hence, it is appropriate to single out a small number of shells, for which it
is desirable that the summation in (5.179) over their occupation numbers be done
explicitly. Suppose, for example, that p is such a shell (the generalization to the
case of several shells is straightforward). In (5.179) the summation over the shells
q # 1 can be carried out approximately up to terms (dn)?, by analogy with the
way we proceed above.

In this manner we obtain

m

9u N
o (&) = ol 3" Bty Ny (1 - g§> Ths(e)- (5.199)

Here P, is the probability that on the shell u there are Nu electrons (]vu =
0,1,2,...9.), sgﬂ =¢eqp+ (N, — N#)ijﬁ, N, is the average number of electrons
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on the shell p,

Né‘:{ Ny, ifg=p,

Ny, if g # p,
L+ B fely T (€~ A,
m _ aB P o _ s d. 2
T = [ wapte ety = 9o |-, s sam)
_ E{L—'_Eg/ggﬁ 0_2 _ EQL

LBl e, T S VEP
~G3’Ns/gs if @ =p,B# u,

Ef: Ggﬂ(l_Na/ga) if o p, 3= p,

GoP (1= Nofga) — G’ Na/gp if o # p, 3+ p,

EY =Y"N, (1 = Nq) (Ga?)?.
q#p 9

Using in (5.180) the Voigt profiles for ®,3 we obtain the following expression
for the effective profile:

L+ Ef/ehs K €—ehg— Ay Vs

: (5.201)
\/77(02 +202) \/D2 + 202 \/DZ‘ +20%

Jgg(g) =

ere 1S € characteristic Lorentz wi (@) e transition &« — or € grou
Here 7/, ; is the characteristic Lorentz width of the transiti for the group

of lines corresponding to the configuration {N#} Note that instead of a shell pu
one could take some group of states with close energies.

To illustrate our discussion we show in Figure 5.18 the results of computations
for the transition 3p3 — 4d3 in gold (for T =1 keV, p = 1 g/cm?® and p = 0.1
g/cm?) according to formula (5.53), with a detailed accounting for configurations
(with the multiplet structure accounted for in the Moszkowski approximation),
using formula (5.180) (we refer to this approximation as the effective method)
and using formula (5.199). One can see that for density p = 1 g/cm? the effective
method (5.180) yields results that are close to those obtained by the detailed
computation. By contrast, for p = 0.1 g/cm? formula (5.180) does not render well
the results of the detailed computation, but the results provided by the sharpened
formula (5.199) — the dotted curve in Figure 5.18 — practically coincide with
those of the detailed computation.

5.5.5 Statistical description of the photoionization process

An approximation similar to the approximation (5.180), but designed to account
for spectral lines, can be obtained also for photoionization processes [57]. To that
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Figure 5.18: The line absorption coefficient for the transition 3pg — 4d g in gold
with detailed accounting for configurations, with the multiplet structure accounted
for in the Moszkowski approximation (solid curves) and obtained via the effective
method (dashed curves): (a) T =1 keV, p = 1 g/em?; (b) T = 1 keV, p = 0.1
g/cm3. The dashed curves with one maximum represent the result of the compu-
tation based on formula (5.180); the dotted curve with three maxima represents
the result of the computation based on formula (5.199)

end let us write the photoionization cross-section of the one-electron process e, +
¢ — ¢’ in the form

obf (€)= Coy Y PoNE[1—n(e)fL.,Pale), (5.202)
Q v
where the function ®,(¢) defines the contribution of various broadening processes,
n(e) = 1/[1+exp((e — p)/0)] and Cy = 4 - 10718 cm? (see (5.179)). Using ap-
proximations analogous to (5.181), (5.182), and also the binomial distribution, we
have

o3F (€) = CofacrNall = n(e)]Ja(e), (5.203)

where the profile of all photoionization thresholds of the process o — &'¢' is de-
scribed by an expression similar to (5.196):

. :1+E1/(s’fsa) (€ —-A)?

Ja b, (e —eo — — d€. 5.204
=" [ane e - gew |- €0 ae G0
Here
A:E1+E2/E 2= 2 e=¢ —¢
1+E1/E’ 1+E1/€’ &

Er = Hao(1 = na) — n(ehw(e') Herp erer,

2
By = qunq(l — ng) [Haq - \/w(d)Hs’E’,q} .
q
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The density of free electron states w(e) is introduced in order that the normal-
ization of the continuum wave functions adopted in §2.3 be preserved during the
calculation of the matrix elements H,g.

To calculate the total photoionization cross-section from the level a we must
integrate expression (5.203) over all final states &’ (the summation over the orbital
momentum ¢’ is carried out in the resultant formula):

o0 (e) = / 00 ()de'. (5.205)
0

Since J,(g) has a sharp maximum for the value ¢/ = ¢* = ¢ + &, — E; and the
functions f,er and n(e’) change only slightly in the essential part of the integration
domain, we have

ope(e Ctoasw [1—n( *)]/Ja(s) de'. (5.206)
0

Putting, as is customary, ®(¢) = d(g), and using the conditions F1 /(' —e,) < 1,
Ey/(e' —e,) < 1, which are satisfied almost always, the summation yields

o(e COZ facee Nall — n(e)] [1+erf< \/2*EQ>]7 (5.207)

where 5 e
erf(z) = / exp(—y?)dy.
VT Jo

The statistical methods (5.180), (5.199) and (5.207) allow one, in a number
of situations, to reduce the computing time without a major loss of accuracy.

5.6 Computational results for Rosseland mean paths
and spectral photon-absorption coefficients

5.6.1 Comparison of the statistical method with detailed
computation

The spectral absorption coefficients at temperature T' = 1 keV and density p = 0.1
g/cm? for gold, calculated by means of the effective method (5.180), as well as by
a detailed accounting of more than 70000 configurations using formula (5.179),
are shown in Figure 5.19. One can see that the effective method renders well the
behavior of the absorption coefficient in the mean, coarsening, of course, the details

of the spectrum. The mean characteristics are rendered far more accurately (see
Table 5.12).
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Figure 5.19: Absorption coefficient, measured in cm?/g, for a gold plasma with
temperature T = 1 keV and density p = 0.1 g/cm?: (a) for a detailed configuration
accounting (¢ = 0.422 cm), (b) obtained by the effective method (¢ = 0.510 cm)

We must emphasize that as the plasma density increases, accounting for
configurations becomes considerably more complicated, because the fluctuation
width of the distribution over the degrees of ionization increases (see Figure 5.7).
However, as has to be expected, the accuracy of the description of the absorption
spectrum by means of the effective method, as a rule, increases.

The absorption coefficient for T = 1 keV and p = 1 g/cm? is shown in
Figure 5.20. The detailed computation required to account for more than 10°
configurations in order that the absorption coefficient reached saturation and ap-
proached the results of the computation using the effective method (the detailed

Table 5.12: Absorption coefficients in a gold plasma: Rosseland mean (kg) and
Planck mean (kp), in cm?/g. The computations were carried out with a detailed
accounting for configurations and by using the effective method (5.180)

KR Rp

T p  Detailed Effective Detailed Effective

0.1 0.1 3710 4760 7806 7723
1 5927 7112 9288 9346
10 8274 7668 10301 10050
0.316 0.1 678 674 1507 1473
1 1218 1290 2410 2467
10 1555 1764 3156 3489
1 0.1 23.7 19.6 157 149
1 137 130 449 438
10 274 282 791 805
3.16 0.1 0.36 0.37 2.63 2.79
1 2.00 1.61 18.8 17.9

10 14.6 10.9 66.8 65.7
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computation required roughly a 1000 times more time). Compared with the case
T =1keV, p = 0.1 g/cm?, here the lines are considerably wider and the result
produced by the effective method is much closer to that of the detailed calculation:
Laet = 0.0073 cm, Log = 0.0077 cm.

K(w) ‘ ‘ ‘ K(w)
b
10° 103
107} 107
1 L L L 1 L L L
10%, 5 10 15 w 107, 5 10 15 w

Figure 5.20: Absorption coefficient, measured in cm?/g, for a gold plasma with
temperature 7' = 1 keV and density p = 1 g/cm3: (a) for a detailed configuration
accounting (¢ = 0.0073 cm), (b) obtained by the effective method (¢ = 0.0077 cm)

Therefore, computations based on the effective method, on the one hand, give
an acceptable approximate result (especially for mean values), and on the other
hand, they yield a limit estimate of the absorption coefficient in spectral lines
in the presence of a very large influence of the splitting and broadening effects
(in this connection see [192]). Let us mention that the differences between the
results of the detailed computation and the effective method seen in Table 5.12
are connected mainly with the different way in which these methods account for
photoionization effects.

To illustrate the application of the effective method (5.207), we give here
results of the computation of the photoionization cross-sections for 7" = 3 keV,
p = 1.9 g/cm? for gold and for T = 20 eV, p = 10~* g/cm? for iron. For gold the
shift E is not very important (being of several atomic units), while the dispersion
(the quantity Es in formula (5.204)) leads to a considerable smoothing of the
behavior of the photoionization cross-section near the threshold. This is clearly
seen in Figure 5.21, which shows the photoionization cross-section obtained with
a detailed configuration accounting (768 ion states were accounted for), as well as
by means of the effective method, for the level n =2, ¢ =0, j = 1/2.

As one can see in Figure 5.21, the calculation of the photoionization cross-
section without accounting for configurations gives a rather crude result, whereas
the effective method agrees well with the detailed computation. Moreover, by
increasing the number of configurations considered in the detailed computation
and accounting for the multiplet structure of the spectrum and other broadening
and splitting effects one can apparently reach an even better agreement.

Figure 5.21 makes clear also that accounting for configurations leads to quali-
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Figure 5.21: The absorption coefficient (in cm?/g) under photoionization of the
level 2s1/5 in a gold plasma with temperature 7" = 3 keV and density p = 1.9
g/cm?, calculated with various methods of accounting for configurations: the
hatched-dotted line with one step was obtained in the average-atom approxima-
tion, the dotted line with steps—Dby the detailed account of ion configurations, and
the continuous line—by the effective method

tative changes in the absorption spectrum compared with the average-atom model.
Note also the quantitative changes in the average characteristics, in particular, ac-
counting for fluctuations of photoionization thresholds may result in a change of
~ 20% in the Rosseland free path (spectral lines where not included in the com-
putations). At lower temperatures the divergence of the results obtained in the
average-atom approximation from those furnished by the detailed computation
becomes even more notable.

Figure 5.22 displays the results of the computation of photoionization cross-
section for iron at temperature T = 20 eV and density p = 10~* g/cm?, calculated
by means of a detailed configuration accounting according to formula (5.202), as
well as by means of the effective method (5.207). Here the result obtained by means
of the average-atom approximation differs by a factor of 2 from that furnished by
the detailed computation, whereas the effective method (5.207) agrees well with
the detailed computation.

The results of computations based on formula (5.199) are compared with
experimental data [228] for a holmium plasma (Z = 67) in Figure 5.23. The figure
shows the spectral transmission coefficient, which has calculated by means of the
formula

T(w) = e "@rL (5.208)
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Figure 5.22: The absorption coefficient (measured in cm?/g) under photoioniza-
tion of an iron plasma at temperature 7 = 20 eV and density p = 107% g/cm?,
calculated with various ways of accounting for configurations: detailed approach
(solid curve); effective accounting (dashed curve)
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Figure 5.23: Transmission coefficient in a holmium plasma at temperature 7' = 20
eV and density p = 0.03 g/cm? (the thickness of the plasma layer is L = 5-10~% cm)
as a function of the photon energy in eV (solid curves): (a) neglecting the multiplet
structure; (b) with the multiplet structure of the spectrum accounted for in the
Moszkowski approximation and with the fluctuations of the occupation numbers
accounted for by means of formula (5.199). Experimental data [228] (dashed curve)
are also provided for each of the two cases (a) and (b)
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where k(w) is the spectral absorption coefficient, p is the plasma density, and L is
the thickness of the plasma layer (for the holmium plasma L = 5-10~% cm). One
can see that computations based on formula (5.199) yield satisfactory agreement
with the experiment. At the same time, computations that neglect the multiplet
structure of the spectrum do not agree with the experimental results in the domain
of strong lines.

5.6.2 Dependence of the absorption coefficients on the element
number, temperature and density of the plasma

The computation of absorption coefficients and free paths of photons (spectral, as
well as Rosseland means) are carried out by using various codes (programs). Brief
information about such codes and the approximations adopted in them can be
found in papers and reports of international workshops on opacity computations
[247, 241, 242]. Therein there are also given computational results for a number of
elements and mixtures and comparisons with experimental data (see [179, 227]).
Let us remark that the successes achieved to this date in the development of exper-
imental methods as well as the utilization of multiprocessor supercomputers allow
one to make major advances in the theoretical description of radiative properties
of matter (this is demonstrated by a whole series of recently published works; see,
e.g., [172, 207, 208, 228, 1, 126, 185, 51, 39, 84, 11, 69], as well as the special
issue Radiative Properties of Hot Dense Matter of the Journal of Quantitative
Spectroscopy and Radiative Transfer, vol. 81, no. 1-4, 2003.

Based on the codes developed, databases (libraries) of photon absorption
coefficients were and continue to be created (see Subsection 6.5.6). Two well-
known such data bases are OPLIB (Lawrence Livermore National Laboratory)
and SESAME (Los Alamos National Laboratory), both in the US. A similar data
base and the code THERMOS") were developed at the M. V. Keldysh Institute
of Applied Mathematics in Moscow. THERMOS makes it possible to describe
radiative and thermodynamic properties of various substances and mixtures in a
wide range of temperatures and densities. The reader can find the models and
algorithms implemented in the code THERMOS in this book.

The computation of detailed tables imposes special requirements on the codes
used for that purpose, namely, the codes must be not only precise, but also suffi-
ciently fast, in order to be able to carry out the computation of a large number of
cases with respect to temperature and density of matter. To ensure precision it is

*) The name THERMOS stands for:

—  Thomas—Fermi model

—  Hartree, Hartree—Fock, Hartree—Fock—Slater self-consistent field models
—  Equation of state

Rosseland mean free path

—  Mixture of elements

—  Opacity calculations

—  Storage of data

nOoZmETIA
\
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necessary to accurately compute each of the individual processes discussed in the
present chapter, since any of them may prove to be determining factor in some
range of temperatures and densities. Along with the approximations employed, an
important role is played by the choice of code parameters, such as the number of
shells accounted for, the amount of ions accounted for, the computational meshes,
ete.

Table 5.13: Influence of the number of shells accounted for, ny, .y, on the absorption
coefficients in a gold plasma with density p = 0.1 g/cm?® and temperature T =
1 keV (also shown is the corresponding average charge of the ion, Zp)

M max ZO KRR, Cm2/g Rp, sz/g
6 66.47 19.4 155
8 66.41 23.1 157
9 66.39 23.7 157
10 66.36 24.3 157
12 66.28 24.5 157
14 66.20 24.5 157

Since the most computationally-demanding process is accounting for absorp-
tion in spectral lines, the main parameter that determines the time required for
computations is the number of electron shells accounted for. Note that actually
the amount of ions (configurations) accounted for has a larger influence on the
computing time; however, the effective methods considered in §5.5, allow one to
simplify the calculation process in the most complex situations. Table 5.13 lists
results of computations of the Rosseland mean free path in gold with different
numbers n of shells accounted for, where n < n pax, 7 max = 6 ~ 14. The comput-
ing times for a detailed configuration accounting with n . = 6 and n a = 14
differ by a factor of 15. This clearly demonstrates that, in order to achieve a high
efficiency and accuracy of codes, it is necessary to enrich the computational pro-
cedures by various physical models and methods. The universality of the codes
allows one to compute in a wide range of temperatures and densities, and, by
comparing the results obtained by different methods, to ensure their reliability.

The values of the averaged absorption coefficients in the state of local thermo-
dynamic equilibrium are determined by the temperature, density and composition
of matter. In the region of high temperatures and relatively small densities, when
matter is almost fully ionized, the determining role is played by the scattering pro-
cesses (5.62). Under such conditions the following simple formula for the Rosseland
mean free path, measured in cm, holds:

(=25 A , (5.209)
pZo
where Z is the average charge of the ion, A is its atomic weight, and p is the
density in g/cm?.
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If for high temperatures one increases the plasma density, then inverse brems-
strahlung processes become the dominant factor. For a fully ionized dense plasma
the corresponding formula for the Rosseland free path in the Kramers approxima-
tion (5.228) is (see [234]):

=10 (5.210)

where T is the temperature in keV.

Formulas (5.209), (5.210) are valid when the influence of the electrons in
bound states can be neglected. As a rule, the dependence of the absorption co-
efficients on temperature and density has a more complex character. Usually a
considerable influence on absorption coefficients is exerted by spectral lines, and
the photoionization processes are also rather important.

A comparison of the photoionization cross-sections obtained by means of the
codes THERMOS, OPAL and STA for an iron plasma at temperature T' = 20 eV
and density p = 107* g/cm?® is given in Figure 5.24. As one can see, the more
detailed accounting for the photoionization thresholds made in the OPAL code
compared with the THERMOS and STA codes (in OPAL the energy levels are
calculated in the approximation of an intermediate coupling scheme) results in a
smoothing of the photoionization thresholds.

Kof(w) ‘ ‘ ‘ ‘ ‘ 10°
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Figure 5.24: The absorption coefficient (measured in cm?/g) under photoionization
in an iron plasma at temperature T' = 20 eV and density p = 10~% g/cm?® with
detailed configuration accounting, computed by the THERMOS code (solid curve),
the OPAL code (dashed curve—left figure) and the STA code (dashed curve—right
figure)

The spectral dependence of the absorption coefficients k(w) with all processes
considered in §5.2 accounted for, is illustrated in Figure 5.25 for molybdenum
(Z = 42) with density p = 0.1 g/cm3. As the figure demonstrates, the spectral
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dependence of the absorption coefficient for molybdenum in the indicated range is
determined by the processes of photoionization and absorption in the spectral lines.
The influence of these processes on the Rosseland mean free path depends in turn
of the role they play near the maximum of the Rosseland weight function. Note
that the most important contribution to the Rosseland mean free path comes from
the domain with minimal opacity (see Figure 5.26, which shows the subintegral
curves for the computation of Rosseland mean free paths for molybdenum).

The role of the spectral lines is clearly seen in Figure 5.27, which compares
the absorption coefficients with, as well as without the spectral lines accounted
for, for the relatively light element aluminum (Z = 13) and for gold (Z = 79). It is
evident that the influence of bound-bound transitions depends on the occupation
numbers of the electron shells. As an analysis reveals, the domain where the lines
exert maximal influence correspond to an ionization such that on the first nonfilled
shell one finds only roughly half of the electrons (see also Table 5.14). Thus, for
example, in the case of gold with 7= 1 keV, p = 1 g/cm?, the level with number
n = 3 hosts about half of the maximum possible number of electrons.

Let us mention that in a substantial range of temperatures and densities the
spectral lines fill densely certain parts of the spectrum and their profiles overlap
essentially due to fluctuations of the occupation numbers and multiplet splitting
effects. As a consequence, the results of the calculation of Rosseland free paths are
usually little sensitive to the magnitude of electron width and the method used
to account for the ion broadening (Stark effect). In particular, when the electron
widths are doubled in this domain, the mean free path changes only by a few
percent.

Table 5.14: Average ion charge Z; of gold at different temperatures and densities

p, g/cm® T, keV
0.1 0.316 1.0 3.16
1074 32.655 52.906 69.522  77.000
1073 29.688 51.034 69.021 76.998
1072 26.357 48.648 68.573  76.996
107! 22.282 43.920 66.400 76.809

10° 17.868 36.813 60.877 75.601
10" 16.095 30.414 52.124 71.329
102 19.119 29.098 45.644 65.198

10? 43.001 43.547 47.811 58.950
10* 61.000 61.000 61.052 63.067
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Figure 5.25: Absorption coefficients (in cm?/g) in a molybdenum plasma for the
energy interval 0 < hw < 207, for different temperatures 7' in eV and density
p=0.1g/cm?3
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Figure 5.26: Photon free path ¢(w) (in cm), multiplied by the Rosseland weight
function R(x), x = hw/T, in a molybdenum plasma for the energy interval 0 <
hw < 20T, for different temperatures T in eV and density p = 0.1 g/cm? (compare
with Figure 5.25)
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Figure 5.27: Dependence of the absorption coefficients (opacity kg = 1/(pf)) on
the density p (in g/cm?), in an aluminum plasma and a gold plasma, with the
spectral lines accounted for (solid curves) and not accounted for (dashed curves),
at the temperatures T'= 0.1 keV and T'= 1 keV
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Figure 5.28: The Rosseland mean (solid curves) and Planck mean (dashed curves)
absorption coefficients, in cm? /g, as functions of the element number Z, for T =
1 keV, p=0.1 g/cm® and T = 0.28 keV, p = 0.05 g/cm>

The dependence of the absorption coefficients on the element number is illus-
trated in Figure 5.28, which displays the Rosseland and Planck mean absorption
coefficients for two cases with respect to the temperature and density (T = 1 keV,
p=0.1g/cm?® and T = 0.28 keV, p = 0.05 g/cm?).
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Figure 5.29: Dependence of the Rosseland mean free path ¢g (in cm) for aluminum,
molybdenum, and gold plasmas on temperature T' (in keV). The curves are calcu-
lated for different densities p = 10¥ g/cm3, where k = —4, -3, -2, -1,0,1,2,3,4
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Figure 5.29 on the preceding page shows the Rosseland mean free paths
for aluminum (Z = 13), molybdenum (Z = 42) and gold (Z = 79) plasmas as
functions of the temperature 7' (in keV) for densities p from 10~* g/cm? up to
10* g/cm?; the density changes by one order of magnitude from one curve to the
next (the free path decreases when the density increases). The character of the
dependence of the absorption coefficient k = 1/(pf) on temperature and density
depends in turn on the degree of ionization of the electron shells. At beginning
of the ionization of each shell the coefficient decreases, but later, when the shell
becomes almost half ionized, the absorption coefficient may increase notably due
to the increasing influence of spectral lines.

A comparison of the computational results for Rosseland mean free paths at
density p = 0.1 g/cm?® in aluminum (Z = 13), copper (Z = 29) and europium
(Z = 63) carried out with the code THERMOS and the SESAME database [245],
published in [215] (in graphic form) was made in [162]. This comparison has shown
that at temperatures T > 100 eV the differences between the two compared results
are very small (the graphs are indistinguishable). At lower temperatures, where
the main contribution to the Rosseland integral is due to photoionization, some
differences are observed [162].

Experimental values of the absorption coefficient kg in aluminum and iron
for density p ~ 1 g/cm?® and temperatures from 0.5 keV to 1.25 keV are published
in [12, 13]. Tables 5.15-5.16 compare those data with results of computations
done in the Thomas-Fermi model [147, 150] and in the Hartree-Fock-Slater model
(using the code THERMOS), and also with results of computations using the
codes LEDCOP, OPAL, HOPE and STA [241].

Table 5.15: Rosseland mean absorption coefficient kg, in cm? /g, for aluminum

T, keV 0.5 0.75 1.0 1.25

Thomas-Fermi 40.5 9.09 2.09 0.83

THERMOS 46.1 10.3 2.14 0.83
OPAL 59.3 2.13
HOPE 53.1 1.92
STA 52.5 2.08

Experiment [12, 13] 51+8 13+2 29404 1.1+0.2

Table 5.16: Rosseland mean absorption coefficient kg, in cm? /g, for iron

T, keV 0.5 0.75 1.0 1.25

Thomas-Fermi 62.5 7.81 2.70 1.59

THERMOS 79.6 8.37 3.14 2.29
LEDCOP 74.8 2.79
OPAL 84.2 3.48
HOPE 78.2 3.56
STA 71.8 2.74

Experiment [12, 13] 82+12 78+1 23+04 13+0.2
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Table 5.17: The absorption coefficient xr in cm?/g for gold

T p [34] (162 THERMOS THERMOS
detailed effective

0.316 19.3 1731 2116 2013 1901
0.316 1.93 1323 1433 1276 1447
0.75 19.3 526 552 545 624
0.75 1.93 260 329 312 374

1 19.3 245 308 287 326

1 1.93 104 167 145 145

Note that there is reasonably good agreement with experimental data for
T < 0.75 keV within the limits of experimental errors, whereas for temperatures
higher than 1 keV there are notable differences. On the other hand, the results
of the computations done with the different codes agree well with one another.
Since the data in [12] were obtained by processing computations using certain
codes for radiative gas dynamics, further analysis and processing of those data by
incorporating new results are apparently necessary.

For a dense hot plasma of heavy elements only few theoretical values of the
absorption coefficients are known and those are rarely found in the literature. The
most complete and accurate data on opacity computations are provided by the
SESAME database at the Los Alamos National Laboratory in the US, though
they are not readily accessible to all researchers. Among the published results
there are data for gold [139, 33, 34], lead [32] and europium [215, 88]. Table 5.17
compares results obtained by using the code THERMOS with the data for gold
published in [34].

Also shown in the table are data given in [162], obtained earlier without
accounting for the multiplet structure of the spectrum, but using a variant of the
effective method (5.199). One can see that the various approximations considered
yield close results (differences are smaller than 20 %), except for the case T =1
keV, p =1.93 g/cm3, for which the THERMOS results are 1.5 larger than the data
in [34].

5.6.3 Spectral absorption coefficients

Figures 5.30-5.31 compare computed and experimental values of the transmission
function for a germanium plasma (Z = 32, T = 76 eV, p = 0.05 g/cm3) and an
iron plasma with a 19.8 % NaF admixture (T =59 eV, p = 0.013 g/cm?). The
thickness of the plasma layer is L = 0.0032 cm for germanium and L = 0.03 c¢m for
the iron with the NaF admixture. Satisfactory agreement between the THERMOS
results and experimental data is observed.

Next, figures 5.32 and 5.33 compare results obtained by means of the code
THERMOS (with detailed accounting for configurations and accounting for the
term structure in the Moszkowski approximation) with results provided by the
OPAL and STA codes [241, 242]. As indicated earlier (see Subsection 5.5.5), the
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codes THERMOS, OPAL and STA employ different models and approximations
in the calculation of energy levels of ions and of wave functions, as well as in
that of cross-sections of radiation-matter interaction. Comparisons of the different
methods allow one to draw conclusions about the degree of uncertainty of the data
and on their reliability.
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Figure 5.30: Transmission of a germanium plasma at temperature 7' = 76 eV
and density p = 0.05 g/cm? as a function of the photon energy (in eV), obtained
by means of the code THERMOS (solid curve) and from experimental data [66]
(dashed curve)
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Figure 5.31: Transmission of an iron plasma with an NaF admixture at tempera-
ture T' = 59 eV and density p = 0.013 g/cm? as a function of the photon energy
(in eV), obtained by means of the code THERMOS (solid curve) and from exper-
imental data [207] (dashed curve)
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Modern information technologies allow researchers to create and amass data-
bases of spectral and mean photon absorption coefficients for various elements and
mixtures (cf. Subsection 5.6.5). Such databases are necessary for solving many
problems of radiative gas dynamics and in the design of new technologies and
devices.
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Figure 5.32: Comparison of spectral absorption coefficients in a Fe plasma at tem-
perature T= 31.7 eV and density p = 0.01 g/cm?, obtained with the THER-
MOS code (solid curve, kg = 1.565 - 10%), the OPAL code (upper dashed curve,
kr = 1.734 - 10*) and the STA code (lower dashed curve, kg = 1.640 - 10%)
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Figure 5.33: Spectral absorption coefficients in a Cq99H190020Br plasma (agar
with an admixture of bromine) at temperature T= 270 eV and density p = 0.2
g/cm?, computed with the THERMOS code (solid curve, kg = 45) and with the
OPAL code (upper dashed curve, kg = 45) and the STA code (lower dashed curve,
KRR = 46)

As an example, let us consider a problem of major importance in the pro-
duction of X-ray sources [47]. For such a source to be efficient it is necessary that
it converts the maximal amount of energy injected into radiation. Such conver-
sion requires that the materials used enjoy certain properties; in particular, in a
number of problems a critical parameter is the free path of photons. To achieve
a highly efficient conversion one needs a material that for specified temperature
and density has minimal free path. Using databases of spectral absorption coeffi-
cients one can analyze the behavior of these coefficients as functions of the element
number Z (see Figure 5.28).

As we have seen in a number of examples, the photon absorption spectrum
is specific to each element. At high temperatures, for high-Z elements a basic role
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is played by absorption in spectral lines, which are arranged in sufficiently narrow
groups with alternating windows of transparency (domains of the spectrum for
which the free path is maximal). As a consequence, the transport of radiation
for different elements takes place in different domains of the spectrum, though
the radiative heat conductivities of elements whose numbers Z are close to one
another are almost identical. By a special choice of elements with a specific Z one
can close transparency windows and obtain a substance with minimal free path.
Let us consider a mixture of an arbitrary number of elements, with mass

fractions m; (i = 1,2,...,n). For such a substance the Rosseland mean free path
¢ is given by the formula
1 [ R
0= _ / . @ (5.211)
K
PR e Y ma(@)
hw
h pr—
where z =, -, )
15  az%e™®
R@) = yra (12 oy

is the weight function, and «;(x) is the spectral absorption coefficient of the i-th
component of the mixture. In formula (5.211) for the mixture it is assumed that
the dependence of the spectral absorption coefficients on the partial (intrinsic)
densities of the elements in the mixture is weak. Therefore, one makes the as-
sumption that approximately the partial densities of all components are equal to
the matter density p.

We are required to find such m; (3°1_; m; = 1) that the value of ¢ will be
minimal. The conditions for minimum read

0 1
( >=o, i=1,2,...,n—1. (5.212)

om; \ KR

Since m,, =1 — Z?:_ll m;, one can recast (5.212) as
K:z - K/n )
R(x)dx =0, (5.213)
0

where k(z) = > m;ki(x).

Multiplying (5.213) by m; and summing over 4, we obtain a relation for i = n,
which together with equations (5.213) for ¢ = 1,2,...,n — 1 yields a system of n
nonlinear equations for the determination of the mass fractions m;:

de, 1=1,2

7 ) A

0/ kamk x))zd O/kawk(w) : (5.214)
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We will solve this system by an iteration method, setting

D — ) 4 A, (5.215)

m

Note that the condition Y m; = 1 will be satisfied whenever equations (5.214)
hold. Substituting (5.215) in (5.214), we obtain, in the linear approximation, a
system of linear equations for the unknowns Am:

> AjAmy, =b;, (5.216)
k=1

where
= [0
0

As one can see in Figure 5.28, to minimize the Rosseland mean free path
we must use elements with Z > 40. We will assume that for these elements the
spectral absorption coefficients k;(z) are known. To solve the resulting system of
~ 40 equations for Z = 40,41, ...,83 (radioactive elements are excluded) several
iterations according to formulas (5.215), (5.216) are needed.

— k(@) (@) () k(@)
() R(z)dz, b, 0/ w2(z) R(z)dx.

Table 5.18: Mass fractions m; of the different elements for a compound with mini-
mal Rosseland mean free path and the corresponding Rosseland mean absorption
coefficients kg = 1/(pf), in cm?/g

T = 0.28 keV, p = 0.05 g/cm? T =1keV, p=0.1 g/cm?

Element m; KR Element m; KR
Ce 0.097 529.4 Ce 0.116 7.1
Nd 0.074 528.0 Eu 0.072 7.4
Eu 0.103 508.5 Gd 0.072 7.2
Ho 0.081 460.4 Ho 0.063 7.5
Yb 0.080 462.0 Lu 0.108 9.2
Hf 0.062 500.8 w 0.090 11.8
Re 0.076 614.1 Au 0.167 19.1
Au 0.115 785.6 Tl 0.083 23.0
Tl 0.096 851.0 Bi 0.228 28.5
Bi 0.216 922.0

Mixture 1512.6 Mixture 78.1

Table 5.18 lists mass fractions m; of the different elements for the resulting
compound with minimal Rosseland mean free path and the corresponding Rosse-
land mean absorption coefficients kg. The computations were carried out for two
cases: T = 0.28 keV, p = 0.05 g/cm?® and T = 1 keV, p = 0.1 g/cm®. We see that
the magnitude of the free path for a mixture can be made 2-3 smaller than that
for a pure substance.
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5.6.4 Radiative and electron heat conductivity

For very high densities of matter the flux of energy transported by electrons be-
comes comparable to or even larger than the flux of energy transported by photons.
To compare the energy fluxes in the case of high temperatures it is convenient to
describe the electron heat conductivity of plasma as a radiative one. To that end,
let us write the heat flux ﬁe transported by electrons in a form analogous to the
radiative heat conductivity approximation (5.34):

q 4ach?
Fy = —regrad @ = £, C;C grad .

Here k. is the electron heat conductivity coefficient and /. is the mean effective
free path of heat-conducting electrons:

3Ke
e = .
¢ 4aceh’

The total energy flux can be then written as

" 4ach®
F=—Vleg 0;0 grad 6,

where log = £ + £, is the effective free path which includes the Rosseland mean
free path £.

The value of £, can be expressed through the heat conductivity coefficients,
as proposed by Basko (see [21]):

(K + k)12

=""0

[cm],

where kg is the heat conductivity coefficient of an ideal nondegenerate plasma:

6195/2

kg =1.17-1073 ,
Zefle

and xy is the heat conductivity coefficient for the case of strong degeneration:

4 €2005

=3.10- 10 .
kg = 3.10-10 Zoilo

The extra (compared to the well-known expressions of Spitzer and Hubbard) fac-
tors €12 introduced above arise when corrections due to the nonideal character of
the plasma are accounted for [21]. The values of all the numerical factors reflect the
fact that the plasma temperature # and the Fermi temperature r are measured
in atomic units.
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The Coulomb logarithms of electron-ion collisions can be calculated by the

formulas
2
(z2) Zw ]V
L;=05In |1 1
1=05In {149 2 max < 1, S0(1 + Zo) ,

O Zost 2/3 15+3 1/2
3 ' r ’

where I' is the nonideality parameter:

P= (1 1)

L2 =0.5In

To 9; 9}?

In estimations one can neglect the nonideality corrections, taking e; = e = 1.
As effective charge Zog = (Z2)/Zy we use the approximation

s [ ifZy<,
=N 20, ifZo>1,

where Zj is the average ion charge according to the Hartree-Fock-Slater model.

Remark. For photon energies w < wy, where wy, is the plasma frequency
(wp = VAT = \/3Z/r3), a large influence on the radiative transfer processes
is exerted by collective effects that we left out of the picture. To describe the
transport of photons in this case we need to resort to electrodynamics, describing
the medium by means of its dielectric permeability € (/e = n + ik, where k =
pk c/w, K is the absorption coefficient in cm? /g and n is the refraction coefficient).
The role of the refraction (and reflection) processes may be significant at relatively
low temperatures.

5.6.5 Databases of atomic data and spectral photon absorption
coefficients

The development of communication networks (Internet, etc.) yields new mecha-
nisms for effective information exchange between network databases. This makes
possible to combine the efforts of many researchers in accumulating and analyzing
atomic data, obtained experimentally as well as by using various approximations
and computer codes. Here is a brief list of relevant websites:

e Database of the National Institute of Standards and Technology,
http://physics.nist.gov/cgi-bin/AtData/main asd,

contains experimental information on the position of spectral lines of 99
elements and the energy levels of ions of 52 elements. It is a very convenient
and readily accessible source of reliable atomic data.
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e Database of the International Atomic Energy Agency (Vienna, Austria),
http://www-amdis.iaea.org/databases.htm.

It contains information on electron-atom, ion-ion and intermolecular inter-
actions, on interaction of particles with a surface, and also on scattering
and ionization and excitation and de-excitation cross-sections. The data are
presented mainly in a specialized form (in the ALADDIN format).

e The database of the National Institute for Fusion Science, Data and Planning
Center (Nagoya, Japan),

http://dbshina.nifs.ac.jp,

is a large-volume and universal interactive network reference tool, which con-
tains a large amount of data on ionization and excitation.

We should mention separately several computational databases, containing infor-
mation on spectral and integral photon absorption coefficients for various elements
and mixtures (values of opacity, Rosseland and Planck mean free paths):

e Database of the European Opacity Project (maintained by M. J. Seaton):
TOPbase of Opacity Project, http://cdsweb.u-strasbg.fr/topbase.html.

e Database of results generated by the code LEDCOP of the Los Alamos Na-
tional Laboratory: TOPS Opacities (LANL, Los—Alamos, USA),
http://www.t4.lanl.gov/cgi-bin/opacity /tops.pl.

e Database of results generated by the code OPAL of the Lawrence Livermore
National Laboratory: OPLIB (LLNL, Livermore, USA),
http://www-phys.lInl.gov/Research/OPAL /opal.html.

Widely used in calculations of atomic data are also the codes written by
R. Cowan (http://aphysics2.lanl.gov/tempweb), the code GRASP by I. P. Grant
and coauthors (http://www.maths.ox.ac.uk/~ipg), and the code FAC written by
Ming Feng Gu (http://kipac-tree.stanford.edu/fac).

5.7 Absorption of photons in a plasma with
nonequilibrium radiation field

The investigation of hot plasmas produced in laser, beam or discharge devices re-
quires that one takes into account its nonequilibrium character, due to nonstation-
ary ionization and/or outgoing (incoming) radiation. The utilization in radiative
gas dynamics codes of opacity coefficients that are obtained on the basis of equilib-
rium or quasi-equilibrium models of matter (for example, in the approximation of
total escape of radiation) is not always justified, since the radiation field is formed
in the dynamics of plasma and has an essential influence on the microstates of
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the ions in the plasma, and hence on the thermodynamic and radiation properties
of the plasma. In their turn, the ion microstates determine the emissivity of the
plasma and its spectral absorption coefficients. Accounting for the nonequilibrium
character of the radiation field may modify considerably the composition of the
plasma, its degree of ionization, the photon absorption coefficients and the emis-
sivity at the same thermodynamic parameters of the plasma, i.e., at the same
internal energy and pressure.

In practice, in addition to the local thermodynamic equilibrium approxima-
tion one often resorts to the so-called coronal equilibrium (CE) approximation, in
which the ions are considered in the ground state and all collision excitations are
removed simultaneously due to radiation decay because the plasma is completely
transparent. A more general approximation is the collisional radiative steady state
(CRSS) model, in which the radiation field is assumed to be known, for example,
it is the Planckian field with the given radiation temperature.

Let us mention here also the collisional radiative equilibrium (CRE) model,
in which one assumes equilibrium state for some configuration of radiating plasma

[196].

5.7.1 Basic processes and relaxation times

Let us consider a plasma composed of electrons e, ions A7 of different charges j in
some states s, and photons fiw. Various processes of interaction between particles
and between particles and radiation take place in the plasma, for example,

1) elastic collisions between particles, i.e., collisions that do not modify their
internal states, but redistribute the kinetic energies among the particles;

2) inelastic collisions:
a) excitation due to electron impact and the inverse de-excitation process:
. — , j
e+ Al e+ Al
-
b) ionization and the inverse three-body recombination process:
. —_— .
e+ Al ete + AT
-
3) processes of interaction of ions and electrons with photons:
a) absorption and emission in spectral lines
. - ,
-

b) photoionization and photorecombination

Al 4 hw — A‘Zfl—i—e;
-
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c¢) bremsstrahlung and inverse bremsstrahlung
. —_— ’ .
e+ Al + hw e+ Al
-
d) Auger effect and the inverse process of dielectronic capture
. —_— 1
A, . et AItL.

e) Compton scattering
e+ hw — e +hw'.

Here €’ is an electron with an energy different from that of e, s’ is an excited state
relative to s, s” is a doubly excited state.

Needless to say, we have listed here by far not all processes that take place
in a plasma. In principle, any process in which several photons, electrons and ions
participate that is not forbidden by the conservation laws and selection rules may
occur. In practice one singles out the most essential processes, i.e., the processes
with maximal probability.

Under conditions of thermodynamic equilibrium, statistical equilibrium holds
between all components of the system and all processes that take place in it. The
values of the thermodynamic variables are close to their mean values, and the
energy is distributed over all degrees of freedom in accordance to the distribution
law.

In these circumstances the state of the matter-radiation system is character-
ized by a well-defined temperature, which in turn determines

(i) the distribution function of particles over energies;

(ii) the rates of the excitation, ionization and other processes;

(iii) the spectral density of the equilibrium radiation.

Therefore, under conditions of thermodynamic equilibrium, only the element
composition, the temperature and the density need to be specified in order to be
able, in principle, to determine all the properties of a plasma. If the system is not in
an equilibrium state, then it will reach equilibrium after some time; this transition
process is called relaxation. In a number of cases one speaks about incomplete
equilibrium; one example is when the distribution functions of particles according
to energy retain their forms, but the temperature appearing in these functions
becomes a parameter. In the description of nonequilibrium processes one often
assumes that the velocity distribution of ions and electrons is maxwellian, but with
a different temperature. Moreover, notions like rotation temperature, oscillation
temperature, excitation (distribution) temperature, population temperature of a
level, ionization temperature, radiation temperature, and so on are used [125, 31].
Obviously, in the case of complete equilibrium all these temperatures coincide.

When equilibrium does not hold, knowledge of the element composition, tem-
perature, and density of a plasma is not sufficient for determining its properties. In
this case the system composed of plasma particles and radiation is nonstationary,



270 Chapter 5. Interaction of radiation with matter

transfer processes take place in it, and the system relaxes to equilibrium if there
are no external sources acting on matter. Among the important characteristics of
a nonequilibrium system are the relaxation times of the different degrees of free-
dom. By definition, the relaxation time 7, of some parameter p to its equilibrium
value pg is defined by the relation

dp _ po—p(t)
dt — ™

As an example, let us estimate the time required to reach the equilibrium
distribution for an admixture of particles of mass m; in a gas of particles of mass
ms in equilibrium. Consider an arbitrary collision of particles of different masses:

mi,v1 — —— M2, V2

In the system of coordinates attached to the particle ms, the conservation laws of
energy and momentum yield

m (v —v}%) = mavs”,

my (v + v]) = mav},

where v; > 0 and v, = 0 are the particle velocities before collision, while v}, v}
are the respective velocities after collision. This allows us to calculate the relative
change in the energy of the molecule with mass my:

Ae  mi(v? —}?) _ Amame

€ myv? — (my +mg)?’

Suppose v collisions take place per unit of time. Then the relaxation time 7,
can be estimated from the relation Aev7, ~ ¢, or

(m1 + m2)2 1

Tp = .
4m1m2 v

We see that when m; = ms the relaxation time coincides with the free-
flight time 7 = 1/v. If, however, m; > ms (for example, for ions and electrons
my/ma =~ 1836 A, where A is the atomic weight), then the relaxation time is many
times larger than the free-flight time (by a factore of about 10%).

In real processes full equilibrium is practically nonexistent: as a rule, the
state of a medium changes with time, and mass and energy fluxes occur. For this
reason in practice it is customary to employ the hypothesis of local thermodynamic
equilibrium (LTE) when equilibrium holds in each sufficiently small volume of
matter, being characterized by a well-defined temperature. It is also assumed that
changes in the system take place slower than the relaxation to equilibrium.

The condition for the applicability of the LTE approximation at high temper-
atures depends in an essential manner on the role of the radiation, since radiation
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processes are the fastest. For a large radiation density, in order for the LTE ap-
proximation to apply it is necessary that the photon free path ¢ be much smaller
than the typical length over which the temperature and density change:

0 ¢
PIVTI<t IVl <1 (5.217)

For low plasma densities the radiation processes usually violate the LTE,
and consequently in this case the LTE approximation is applicable only when the
radiation processes are negligible compared with the collision processes, i.e.,

w <« w®), (5.218)

where w®) and w(©) are the probabilities of the radiation and respectively collision
processes.
In the opposite case, i.e., when

w® > w©), (5.219)

the coronal approximation applies (see Subsection 6.3.4 below).

At high temperatures and low densities condition (5.217) is almost always
violated in laboratory plasmas, so even if conditions (5.218) or (5.219) do not hold,
one cannot, in particular, assume that the level populations are in equilibrium.
In this case it is necessary, together with photon transfer processes, to take into
consideration the nonequilibrium kinetics of the populations on bound levels [31].

5.7.2 Joint consideration of the processes of photon transport and
level kinetics of electrons

In the steady-state approximation, if one neglects scattering processes then the
transfer equation for radiation of intensity I, = I, (7, Q) and photon energy hw
reads .

QWV)I, = j(w, I,) — pr(w, L) - L, (5.220)
where k = k(w, I,) is the absorption coefficient, j = j(w, I,,) is the emissivity and
() is the unit vector in the direction of propagation of the radiation.

The absorption coefficient and the emissivity of plasma are determined by
the electron populations of the ground and excited states of ions or, in other
words, by the number of ions with ionization degree j found in some state s; we
will denote this number by n;s = n;s(7) (thus the relative concentration of ions
is z;s = n;s/n;, where n; = pN, /A is the ion density, N, being the Avogadro
number and A the atomic weight).

In the absence of macroscopic transport processes, the concentrations 7
must obey the balance conditions

dn;s
dz — Z (nj/s/ Wijrs'—js — Njs sz—>j’s’) , (5221)

S0 ot

J's
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where w;s—j¢ is the total probability of transition of an ion from the state js to
the state j's’ due to the processes described in Subsection 5.7.1.

The probabilities of the collision processes are determined by the density
of the free electrons and their energy distribution. The probabilities of radiation
processes depend in essential manner on the photon distribution function f ~
I,/w?, more precisely, on how much of the radiation remains (is reabsorbed) in
the plasma. In particular, absorption in spectral lines is proportional to f, while
emission is proportional to 1+f. In particular, if a considerable part of the radiation
is reabsorbed, then equations (5.220) and (5.221) must be solved simultaneously.

In the case of a single spectral line (two-level approximation), starting from
these equations one can obtain the well-known Bieberman-Holstein integro-differ-
ential equation for the distribution of the electron population of an excited state
[2, 31], assuming that the excited state is much less populated than the ground
state. In the general case solving the equations (5.220) and (5.221) does not seem
to be possible due to the huge number of ion states in the plasma and the necessity
of a detailed description of the numerous elementary processes with the complex
geometry of plasma formations accounted for.

To investigate the main functional dependencies of the population and radi-
ation distributions, we will consider the simplest approximation, in which instead
of the detailed computation of the absorption and emission coefficients one resorts
to the effective methodology described in §5.5, and instead of the system (5.221)
one considers the corresponding system of level kinetics in the approximation of
average occupation numbers of one-electron levels N, :

N, => n;Ni*/n;, (5.222)
js

where NJ® is the number of electrons on the level v in the ion state js. Here a
one-electron level v is understood as the set of quantum numbers nfj that specify
the state of the electron: the principal quantum number n, the orbital quantum
number ¢, and the quantum number j of the total angular momentum of the
electron.

5.7.3 Average-atom approximation

In the average-atom approximation™) it is convenient to write the spectral absorp-
tion and emission coefficients by making the dependence on the average occupation

*) Asin the equilibrium case, the concept of the average atom presupposes the approximation
of the average ion, i.e., of the ion with the average occupation numbers, which together with the
free electrons is contained in an electrically-neutral spherical cell.



5.7 Absorption in nonequilibrium radiation field 273

numbers N, and the radiation intensities I,, explicit [164]:

Ny Nu'\ ~bbg abs
K, = A {ZN“ (1— gu>aw<1>“ay (w)+

u<v

D N, = n)apf(w) + &ff(w)} . (5.223)

. Ny Ny gu - m
ib=r", {ZNV (1— “) g“UZ'B‘Iﬁ,L(w)Jr

<v 9u

N, 3
> ne (1 - “) gu o (w) + e /%6 (W) {4“}3 , + Iw} . (5.224)
" Iu ToC

The coefficients &, and j,, in equation (5.220) differ from «/, and j/, in that
the part of j/, contributed by the induced radiation and proportional to I, is
moved over to k!, to obtain k,. Note also that here we neglect scattering pro-
cesses. In formulas (5.223)—(5.224), g, is the statistical weight, ¢, is the energy of
the level v at given temperature T', density p and radiation intensity I, € = w+e¢,
is the energy of the electron after ionization, n. is the distribution function of
the free electrons according to energy e, 610 (w), 65 (w), 6™ (w) are the reduced
line-absorption, photoionization and inverse bremsstrahlung cross-sections, respec-
tively, and ®,,(w) is the line profile of absorption (with the superscript abs) or
emission (with the superscript em).

Usually, for simplicity, one assumes that during emission or absorption a total
redistribution over frequencies takes place inside the spectral line, and so one can
consider that

P2 (w) = 7" (w) = Py (w). (5.225)

vp

Since the joint profile ®,, (w) is obtained by averaging a huge number of compo-
nents (see (5.196), where this profile was denoted by J,,(¢)), the approximation
(5.225) is justified when the energy spread of line components is smaller than the
temperature of matter.

The reduced cross-sections &Bg(w), &Bf(w), 5%(w) differ from the usual cross-
sections introduced in Subsection 5.2.1 in that the factors connected with the
occupation numbers of levels and their degeneracy are now incorporated into the

absorption coefficient £’ (see (5.223)). In particular,
Gpp = 212 fuu, (5.226)

where f,, is the oscillator strength (see (5.180)).
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In the average-atom model, for the photoionization and inverse bremsstrah-
lung cross-sections it is convenient to use the simple Kramers approximation

64 5 Z, e, ?? 1
= a

~bf
22
Uu (w) 3\/6 0 9 wga (5 7)

5 () = 16m o
3V3
where Zj is the average ion charge, Z,, is the effective charge for the level y and
( is the chemical potential.
In a nonequilibrium plasma the average occupation numbers N, are deter-
mined from the condition of balance of electrons with respect to energy levels
[175, 193]:

1
a%ZSH S/

8 (5.228)

dN, N,
=(1-
dt 9

Here S, is the total rate, (more precisely, the flux) measured in 1/sec, of the
processes leading to an increase of the number electrons in the state v, and L, is
the total rate of the processes leading to a decrease of the number of electrons in
that state:

)S, — N, L,,. (5.229)

Sy =3 Nu(@+afy) + Y Nu(afm + afe’) + ol + ab™ + o, (5.230)

pu<v u>v

N N
Ly=>) (1 —~ “)(aﬁ’fj+o¢f}fx) +> (1 - g“)(agzs+a;>;)+
1

I pu>v
oll 4+ aPM o (5.231)

v
We used the following notation for the rates of the processes considered (the
number of the corresponding transitions occurring during one unit of time per one
ion): ay, and agi" for the excitation and respectively the quenching of the level v;
all and o' for ionization gnd three-body recombination; ai‘,’ﬁ ayy for absorption
and emission in lines; aB" and ab™ for photoionization and photorecombination;

and o and ad¢ for the Auger effect (autoionization) and dielectronic capture.

5.7.4 Rates of radiation and collision processes

To calculate the rates of elementary processes one uses the formulas obtained in
the works [219, 193, 218, 124, 134]. The oscillator strengths, energy levels and
other requisite quantities are calculated on the basis of the relativistic Hartree-
Fock-Slater self-consistent field model, with given occupation numbers N, of the
electron states, which satisfy the system of equations (5.229)—(5.231). The rates of
the direct and inverse processes are connected by the conditions of the principle
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of detailed balance; at equilibrium from these conditions should follow the Fermi-
Dirac distribution of level occupancies for each of the considered processes. This
yields a simply connection between direct and inverse processes.

It is convenient to express the rates of the radiation processes in terms of
the corresponding reduced cross-sections (5.226)—(5.228) with the radiation field
accounted for [134, 164]:

~bb(b
azbs = v, / i :”(w) ( / deQ) dw, (5.232)

~bb
em Ev — € o Vé l’(w) w3 —w
o, :VOZ:L exp( 0 “)/ a : <7r2c2 +/deﬂ> e “/Pdw, (5.233)
~bf
aghi =1 / g“iw) ( / de9> dw, (5.234)

_ 5bf 3
A = vog, exp (< 06“) / O“L‘Sw) (7:2’02 +/de§2) e “dw.  (5.235)

Here, in the cross-section formulas (5.226)—(5.228), one puts ag = 1; vy = me*/h3
= 4.134 - 1016 1/s is the atomic frequency, ¢ is the chemical potential of the free
electrons, assumed here to be in equilibrium at temperature €; dS) is the solid-
angle element. If the intensity I, is expressed in TW/(cm?-eV steradian), then to
translate it into atomic units we must multiply by Cyw = 4.23 - 1072, In order for
j(w) to be expressed in TW/(cm3- eV- steradian), we must divide the expression
of j(w) by the same number Cyy.
For low densities (see formula (1.26), and also Subsection 6.2.2)

64/9 ~ 3 ™ ZO
2V 2r303/2°

where Zy = Z — )" N, is the number of free electrons per atom (Zp = n./n; and
ne is the free electron density).

The rate of the collision processes can be calculated by means of formulas
analogous to those obtained in Subsection 5.4.5 for the electron widths of lines
in the impact approximation (see [218]). However, because of the approximate
character of the model (5.230)-(5.231), we can use the following simple formulas
(see [124, 219])™):

Z v
a™* =13- 1016 p93(;2 f/u/ (1'# )7 (5236)
iany

*) More accurate calculations relying on the distorted wave method or on the Born approxi-
mation enable one to derive simple semi-empirical formulas for rates that are specific for a given
element [218].
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dex 9u

= p el oy, (5.237)

Zo E
i 13 1016f9332 135 W), (5.238)
alf = g, exp ( 95”) ol (5.239)

In the above formulas z,, = (¢, —€,)/0, ©, = |e,|/8 and E;(z) is the integral
exponential. In [193], instead of E;(z), B. F. Rozsnyai uses the function F(z) =
Ey(z) — xEy(z 4+ 0.3)/(z + 0.3), which in a number of cases yields a more correct
value for the rate.

To calculate the probability of autoionization per one second for an electron
at the level nf with de-excitation of another electron, n”¢"” — n’¢’, let us use the
simplest dipole approximation [237]:

~ T0 2
27 fn’é’,n”f” gn'e Z +0+1 / Rnf(T)Rez(T) dr

ai — 41.10'
nt gne w gnrer 2 T2

0

where w = g — Eprgr, € = W+ €pp > 0.

The quantity inside parentheses can be calculated in the hydrogen-like ap-
proximation using the connection between the matrix elements of the acceleration
and of the position vector (see Subsection 5.2.1) and the expression (5.65) for the
oscillator strength.

Summing over all possible de-excitation processes we obtain for the autoion-
ization rate the expression

=) Ny < ) Wi, (5.240)
p<p I

_ ot — Ml ai _ ai
where v =nl, u =n'l/, p/ =n"l", Wvuu iy

For the inverse process of dielectronic capture, similar considerations yield

ade =g, exp( ) SN, < y ) Iy, (5.241)

g Iu

The kinetic equations (5.230)—(5.231) include dielectronic capture processes
instead of the dielectronic recombination processes, as is usually done. In the
average-atom approximation the process of dielectronic recombination may be
considered as a result of kinetic processes of dielectronic capture, autoionization,
and radiative decay [193]. Therefore, this process depends on the relations between
all the aforementioned rates at given temperature and density.
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5.7.5 Radiation properties of a plasma with nonequilibrium
radiation field

The simplest way to analyze the dependence of radiation characteristics of plasma
(i.e., of its absorption and emission coefficients) on the levels of the nonequilib-
rium radiation is to make use of some quasi-stationary (steady-state) approxima-
tion. Such an approximation works well whenever the gas-dynamics processes are
considerably slower than the collision and radiation processes. The type of quasi-
stationarity is determined by the relations between the rates of various processes.
In particular, among the widely used approximations are the coronal model (see
Subsection 6.3.4), the collisional-radiative model for transparent plasma, and oth-
ers [31, 44, 20, 193, 36]. A crucial step for a simplified description of the complex
nonstationary processes in a plasma is to single out among all processes the most
important ones that, in addition, have a sufficiently high rate, and first of all, the
radiative processes.

Our goal here is to investigate the basic dependencies on the levels of the
nonequilibrium radiation rather than solving a concrete problem. With this in
mind, let us consider quasi-stationary solutions of the system (5.229)—(5.231) in-
corporating all collision and radiative processes listed above, assuming, however,
that the radiation intensity I, is arbitrary.

In the quasi-stationary approximation (dN, /dt = 0) we can recast the sys-
tem (5.229)—(5.231) in a form that is convenient for the application of iterative

methods:
9v

N LS,
Here the rates S, and L, depend not only on all average occupation numbers of
levels, N,, but also on the energies ¢, and the oscillator strengths f,,,, which in
turn are determined by the state of the average ion (i.e., its occupation numbers
N,).

Since the calculation of energy levels and wave functions of electrons for a
given state of an ion is rather laborious (this problem was solved in the approxi-
mation of the Hartree-Fock-Slater self-consistent field model), two iteration cycles
were used to solve the system (5.242).

First, for given energies 5,(,8) and oscillator strengths f;(ﬁ,), where s is the
iteration number, the average occupation numbers NV, were calculated by carrying
out additional iterations according to the formula

(5.242)

NP+ = 9v ., p=0,1,2,... (5.243)
1 + glILl//Sl/ NVZNL(,p)

To improve the convergence, use was made of the relaxation procedure
Ny = aNP*H + (1 - a)N,
where a=0.3 < 0.5.
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After the iterations (5.243) converged, the resulting occupation numbers were
used to determine new energy levels EI(,SH) and oscillator strengths f,Sf,H) by solv-
ing the Hartree-Fock-Slater system of equations with the given occupation num-

bers. Then the process was repeated for as long as the condition
max ‘Nu (61(,“1),]“,5?,“)) - N, (E,(f), ffbi)ﬂ <107°

was satisfied.

In this way we obtain average occupation numbers, electron energy levels
and electron wave functions that are consistent with the given radiation field I,.
These are then used to calculate the absorption coefficients and emissivities of the
plasma. The resulting coefficients make it possible to get a more accurate value of
the radiation field by solving the transfer equation (5.220). The described iteration
cycle is then repeated till there will be complete consistency between the radiation
field I,(7,€)) and the level populations N, (7).

As an example, the method was tested to calculate the radiative properties
of nonequilibrium molybdenum and tungsten plasmas at density p = 0.01 g/cm?
and different temperatures T', which are contained in a thermostat with a given
radiation temperature, i.e., the radiation field was specified by the function

hw? 1

Iw = Bw(TF) = 471'302 eﬁw/Tr _ 1’

(5.244)
where T} is the effective temperature of the radiation. When T, = T local thermo-
dynamic equilibrium holds, i.e., formula (5.224) must yield j(w) = pr(w)B,(T).
The results of the computations for a molybdenum plasma (7' = 100 eV, p =
0.01 g/cm?®) and a tungsten plasma (T = 200 eV, p = 0.01 g/cm?) are displayed in
figures 5.34 and 5.35. These show the average degree of ionization (average charge
of the ion) Zj, the Rosseland and Planck mean absorption coefficients, as well

as the radiative losses (integral emissivity) of the plasma, Q = 4« / Jj(w)dw, as

functions of the parameter £, which characterizes the level of radiation in plasma
relative to the equilibrium value:

. / k(W)L w® dw
- /H(M)Bw/wgdw'

Note that £ is determined not only by the intensity of the nonequilibrium radiation
in plasma, but also by how much of this radiation is reabsorbed by the plasma.

As the figures show, there are two regions, depending on the parameter &,
where the character of the behavior of the quantities considered is essentially
different. In our case this takes place for T, ~ T/2, which gives £ = £* = 0.34 for
molybdenum and & = £* = 0.27 for tungsten.
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Figure 5.34: Average charge of the ion Z; and the radiation losses @ in
103 TW/cm? as functions of the parameter ¢ for a molybdenum plasma (7' = 100
eV, p=10"2 g/cm?) and a tungsten plasma (7' = 200 eV, p = 1072 g/cm?)
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Figure 5.35: Reciprocals of the Rosseland mean free paths, 1/¢g, and of the Planck
mean free path, 1/¢p, as functions of the parameter . The notations are the same
as in Figure 5.34

Analysis shows that for £ < £* the main role is played by collision processes,
whereas for £ > ¢* everything is determined by radiation. In this connection, the
character of the approximation of opacities in gas-dynamic codes in the domains
where radiation plays the main role must be different from that in the domains
where that role is taken over by collision processes. In particular, such approxi-
mations, which describe the data shown in figures 5.34 and 5.35, were constructed
in [163].

In the numerical modeling of dynamical processes in a plasma, the radiation
intensity I, is, of course, not defined by formula (5.244), but must be found by
solving the transfer equation (5.220). The joint solution of the photon transfer
equation and the equation of level kinetics of electrons, even in the average-atom
approximation, is a computationally very complex problem [164]. In a number of
cases one can use simpler approximations.
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5.7.6 Radiative heat conductivity of matter for large gradients of
temperature and density

Let us examine the case when the temperature or density change considerably over
distances of the order of the free path of photons, which violates the conditions for
the applicability of the diffusion approximation in the calculation of the radiation
flux [147].

For simplicity, we will confine ourselves to the case of plane geometry. We will
also assume that absorption in lines is essential, which allows us to neglect photon
scattering. In this case it is convenient to write the radiative transfer equation in

the form
ol, 1 1

Po: T o) T o)

Here z is the coordinate, £,, = {(w) = 1/ (pk(w)) the spectral free path of photons,
1 the cosine of the angle between the z-axis and the direction of propagation of the
radiation, I, (u, z) the spectral intensity of the radiation and B,,(T) the spectral
intensity the equilibrium radiation in matter at temperature 7', normalized with
respect to the w-scale:

B, (T). (5.245)

hw? 1 hw
xr =

Bu(T) = chw fy(w) = 4m3c2 er — 1’ kT

(Kirchhoft’s radiation law is assumed to hold).
Since the volume occupied by matter is finite, equation (5.245) is supple-
mented with the following boundary conditions:

Iy(p,—00) =0 if p>0;

(5.246)
L(p,00) =0  if p<O0.
The solution of the boundary value problem (5.245)—(5.246) has the form
[ 1 =~ dz"
I(.u ) - — Bw T -~ o d / f O’
(& #) / e (2") P //Mw(Z”) (D=1 dz" if p>
e J
T 1 dz"
Iw ) = — Bw T N » d / f 0
G == [ i @ | [ o | BTl @’ i s <
Z z

The flux of energy carried by photons, for some value of z, which for the sake
of definiteness we take equal to zero, is given by

F = /Fw duw, (5.247)
0
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where

1 1 0 0

dz' dz
Fw:27r/ 1,(0, d:27r/d /Bwex —/ —
1110, ) dps J pdp p () | o (2)
— 0o z

-1

T i dz' dz
B, exp —/ . (5.248
0/ J () | ptol2) (5.:248)

Next, let us transform expression (5.248) via integration by parts with respect
to the variable z:

1 0 0

dz’' dB,,
F,=-2 d — d
JzayE: /;woxz') a T
0 —00 z
76 / a' | B,
o | —
b wl,(2) | dz
0 0

For the derivative dB,,(T")/dz we have

dB.(T) _ he . dT

& T R(z), (5.249)

where a is the radiation constant and R(x) is the Rosseland weight function:

2k4 1 4, ,—x
_ . R(z) = 5 z"e
15¢3h3 4t (1 — e=7)2
(see (5.32), (5.35)). Integration with respect to p yields the integral exponential
E%Z
1
/u exp( ) dp = Es(u), (5.250)
0
where
t
E,(u) = / eXpEm Y gt

Now using (5.249) and (5.250), we obtain for F,, the expression

oo

Fw:_QaZc R(g;)/TZ‘(Z) dgiz) jo) /Ejé/) dz. (5.251)
0

— 00
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Therefore, the total flux is

_ T _ ,ahc T 5, dT(z) T [odz
F = /Fw dw = -2 i / T°(z) P /R(SE) E; /&,(z’) dw | dz.
0 0 0

— 00

Changing the variable w to z = hw/(kT) and switching the order of integration
with respect to w and z, we obtain

F= —2ac/R(x) /TS(Z) d]c;(zz) Es /gjé/) dz| dx. (5.252)
0 — o0 0

Since the function Fs5(u) decays rapidly when u grows, the size of the es-
sential part of the integration domain with respect to z in (5.252) is of the order
several photon free-path lengths. From gas-dynamics calculations it is known that
the heat flux is a smooth function of coordinates. Hence, in the case when the
free path is small, in a domain of the order of several free-path lengths the flux
may be regarded as constant. Assuming a power-like dependence of the Rosseland
mean free path on temperature (¢ ~ T™) and calculating the flux in the diffu-
sion approximation, we obtain an approximate rule governing the dependence of
temperature on coordinates:

" dT'(z) dT
T3 (2) . = const =T5t3 a: |, (5.253)
where Ty = T(0).
Using (5.253), we obtain for the total flux the expression
lc dTl
F=—"_"4aT} 254
3a0dzz=0’ (5.254)
where -
(= /Zw R(z)dx (5.255)
0
3T rod
L, = E dz. 5.256
[ o] |/ew<z'> : (5250)
—0o0 0

Comparing (5.254) with the expression of F' in the diffusion approximation
we see that the quantity ‘ plays a role similar to that played by the Rosseland
mean free path ¢ in the equation for the radiative heat conductivity (see (5.35)),
and when the variation of T'(z) is small over distances of the order of £, then
(=14
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Since Es (| [, (1/€,(2"))d?’|) is a rapidly varying function of the variable z
even when /¢,(z) does not depend on z, to calculate the integral (5.256) it is
convenient to recast it as

0 " 0 )
L= [ (o) &taem / )

O/(Tj(z)yew(z)d E, jgj(i,) . (5.257)

To integrate in (5.257) it is convenient to use the trapezoid rule with respect
to the variable y = y(z) = Ey (| [; (1/4u(2))dZ|), ie.,

jeww (TT(OZ))nd £, ‘O/ﬁ(zz) B
; [ﬁw(zﬁ (Tf{;l))" + 4 (22) (Tf{;;))”} [y(z2) — y(21)].

Note that for this method the integration becomes exact when d1'/dz = dp/dz = 0.

To interpret the result obtained above, let us recall that we are dealing with
transport of photons, for which the magnitude of the free path is influenced in es-
sential manner by absorption in spectral lines. Since the intensity of lines depends
on the temperature and density of matter, large gradients of temperature and den-
sity lead to a redistribution of absorption over frequencies, which in fact translates
into an additional effective broadening of such groups of lines. If in the essential
domain of integration in the variable x = hw/(kT) for the integral (5.255) the lines
are already overlapped, one should expect that the mean effective free path ? will
differ only slightly from the free path calculated without this additional broad-
ening, i.e., from the Rosseland mean free path ¢. Therefore, one should expect
that the influence of the temperature and density gradients will be maximal in the
range of values of T" and p where absorption in lines has an essential influence on
the free path, but the lines are practically not overlapped.




Chapter 6

The equation of state

The equation of state is a necessary complement to the thermodynamic laws,
which allows the latter to be applied to real substances. By “equation of state” one
usually means a set of two relations which define the pressure and internal energy
of a physically homogeneous system in thermodynamic equilibrium as functions
of two arbitrary parameters that specify the state of matter. An example of two
such relations is

P=P(T,p), E=E(Tp),

where T and p are the temperature and density of matter, P is the pressure and
FE is the specific internal energy, i.e., the energy per unit of mass.

The equations of state cannot be derived solely from the thermodynamic
laws; they are determined experimentally or are calculated theoretically, based
on representations about the structure of matter provided by the methods of
statistical mechanics. In §6.1 we have shown how, by using the Thomas-Fermi
model for matter with given temperature and density, one can in a relatively
easy manner obtain formulas for the pressure, internal energy and entropy. In the
exposition that follows these relations will be verified and sharpened by means of
refined models and will be compared with experiments.

Let us remark that, as it turned out, in the study of opacity of matter and
the calculation of Rosseland mean free path knowledge of the characteristics of
the average atom is not enough (see §5.5), since the photon absorption process
(and especially the absorption in spectral lines) takes place not in the average ion,
but in some state of the ion with concrete occupation numbers. At the same time,
quantum-statistical models of the average atom, which deal with one ion with
average occupation numbers, allow one to obtain sufficiently accurate equations
of state in a wide range of temperatures and densities.
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6.1 Description of thermodynamics of matter based on
quantum-statistical models

6.1.1 Formulas for the pressure, internal energy and entropy
according to the Thomas-Fermi model

The electron pressure is readily found if we use the Thomas-Fermi statistics and
calculate the value of the pressure on the boundary r = 7y of the average atom
cell, where V(r) = 0, dV/dr = 0. If we “place” a rigid wall at the boundary of the
atom cell, then the change in the density of the flux of electron momenta per unit
of time during their reflection in the wall gives the electron pressure P,. Let us
choose the z-axis drawn from the center of the atom cell to be perpendicular to the
wall. Then for electrons with momentum p' ranging in the element of phase-space
volume dp = dp,dp,dp, = p? dp sin9dV dp, the momentum-flux density changes
at the rate
N(p)dp-pcos? - 2pcos?,

where, according to formulas (1.2) and (1.6),

N(F)dp = 2 dp 2 p? dp sin 9dddp
T (21)3 2 /9 _ T (21)3 2 :
BT 1 4 exp (p 8 ev(r)w?) o B g (]299“7)

Integration with respect to the variables ¢, ¥ and p yields

> T T g 2cos?o
Y3
0 0 0 1+eXp(p +77>

260
17 4q (20)%/2
p-ap
37r2/ p? = g2 Da2(=n).
0o 1+exp (29 + 77)

We can arrive to the same expression if we calculate the pressure as the average
momentum transported by electrons per unit of time across a unit of surface:

oo K

27
2 2sind - p? cos? 9 20)5/2
Pom s [ o [0 [ao 70T = s, )
(2m) p 6m
0 0 0 1+ exp 29+17

The electron density on the boundary of the atom cell is given, according to
formula (1.7), by
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(29)3/2
p(ro) = pe = o2 Iy ja(—n). (6.2)
Therefore, using the asymptotics of the function It (z), we conclude that at high
temperatures, when n > 1 and the average kinetic energy of the continuum elec-

trons is much larger than the potential energy, we obtain

Ps = paf, (6.3)

i.e., the well-known formula for the pressure of an ideal Boltzmann gas. For large
negative values of n = —p/6, i.e., for high densities and low temperatures, formulas
(6.1) and (6.2) yield

4v/2 5/ e 2\/2u3/2
1572t 7 7 RO
and so for a degenerate Fermi gas the pressure depends on the electron density
according to a power law:

P, = (6.4)

1
Po= (3% pg/?. (6.5)

To proceed further we need the following interpolation formula for the function
I3/5(), which is analogous to formula (1.37) for I /5(x):

3 1/3

Then from (6.1) and (6.2) we obtain a simple approximation for pressure, which
holds for a Boltzmann as well as for a degenerate electron gas [98]:

grt 13
P, = pe [93 + 3.36p.0°/2 + 195 pg] , (6.6)
where p. = Zy/v, Zy is the number of free electrons per atom and v = gm"g is the

volume of the atom cell.

To find the total pressure we must take into account the pressure of nuclei
(ion cores). At high temperatures nuclei are usually regarded as an ideal gas. In
this case the total pressure is given by the formula

P =2942-10% (Pe + 0) GPa (6.7)
v

(see Figure 6.1).
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Figure 6.1: Pressure surface in the Thomas-Fermi model for gold, and the
corresponding isotherms and isochores at temperatures 7 = 10° keV, i =
—3,-2,—1,0,1 and densities p = 10* g/cm?, k = —3,-2,—1,0,1,2,3

The expression for the internal energy of the electrons in one atom cell follows
from formula (1.3):

2 2 Z 1 Z G
E, = (27)3 // ]92 T Vir) — . n(r,p)drdp = Ex + E,,  (6.8)

1

2 P L 3V2 s 2 o(x)
By = (2m)? // 5 n(r,p) drdp = 2 v9°/ /x I35 . dz, (6.9)
0
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Ep = —; /p(r) (V(r) + f) dF =

S [ 210 () e a0
0

B Vor2 x Orox T

Let us denote the integrals appearing in (6.10) by

_ O/qus(m)[w (‘z’f)) de, T 2770/1952]1/2 <¢E:)> dz,
Iy = ¢(o)/1m11/2 (‘bf)) da.

0
To calculate these integrals we use integration by parts, attempting either to reduce

1
them to the integral [ 2213/, (¢(x)/2) dx that gives the kinetic energy (6.9), or to
0

write them in a simpler form, using equation (1.17) and the boundary conditions
(1.18). Since

d 3 r_
i |:$13/2 (qﬁxx))] =13/ (QS;)) + 9 xly /9 (¢;)> xd)xQ ¢7

we have

zo(x) 1)z d);) = 2 dx x1s/ (b;) +
/ ( ) 37 d [ 3/2 5213/2)<L(x))+x2[1/2<¢ x)) S
3 T

T

and consequently the integral J; can be recast in the form
1y 1

+ leg 9 Qs(m) d$+

3 / T

0 0

T = _§ z® - alys ((bff))
;O/lleg/z (¢Ecx)> dx+/1x211/2 (d)f)) ¢ () dz =

1 1
13/2 )+ 2/ z°I3 ( ) dx + clz /x¢"(x)¢’(x) dx.
0 0
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The last integral above can be reduced again to J;. Indeed,

1 1 1
o @eman= [ ag@r = WP -, [¢@ =
0 0 0
1 1
1=y @)+, [ G@)o" () da = ) 6000 (0) + 5
0
0
Finally, we obtain the following expression for 77 :
1
T = —;113/2( n) + ¢ +4/x213/2< ) da. (6.11)

After integration by parts, the integrals J5 and J3 are readily calculated to be

1

1
n n 1 n
Jo = x¢(x)de =" |a¢'(x)|,— | ¢'(x)dx| = "¢(0),
/ a 0 0/ a

a
0

=0 [ @y =-"o0) - Los0)
0

Thus, the potential energy of the electrons, £, is given by

1

E, = 27;221195/2 I3/a(—n) — 3/3:213/2 (d)f)) dz | . (6.12)

0
Formulas (6.1) and (6.8)—(6.12) yield the wvirial theorem:

2F + E, = 3P.v. (6.13)

The virial theorem holds not only in the framework of the Thomas-Fermi model,
but also in the more precise quantum-mechanical approach [17]. This theorem may
be used to obtain the pressure, but requires a high accuracy in calculating Ey and
E,.

When one computes the specific internal energy we have to remember that
the total internal energy itself is not of interest — what counts is by how much
this energy is larger than the energy corresponding to matter at null temperature
and null pressure. Therefore, it makes sense to subtract from the value given by
formula (6.8) the internal energy of an isolated atom, Ey = —0.76874512 - Z7/3
[73], corresponding to T'= 0, p = 0, and also take into account the kinetic energy
of nuclei g’ kT = g 0:
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2.626 - 103
E= (ii 0 (Ey—EO+§9> kJ/g (6.14)

(see Figure 6.2).
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Figure 6.2: Internal energy surface according to the Thomas-Fermi model for gold,
and the isotherms and isochores at temperatures T = 10* keV, i = —3, -2, 1,0, 1
and densities p = 10¥ g/cm?, k= —-3,-2,-1,0,1,2,3

The entropy of electrons is given by the expression (see (1.4)):

4+/263/2

™

1 oo
3
TO//[nlnn+(1—n)ln(l—n)]yl/Zdnydx,
00
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Y= p2/(26), n_n(r’p)1/|:1+eXp <y ¢(z)>} .

T

where

The integral with respect to y can be calculated by integrating by parts twice
and observing that the terms obtained by setting y = 0 and y = oo are equal to
Zero:

/nlnn+ (1—n)In (1 —n)]y*/%dy =
0

2 [ 3/2 n Oon 27 3/2 o(x)\ On
3 /y 1—n dy 4 3 4 y+ T dy 4
0
oo oo
Tl B
3 14exp (y_ ¢<z)) x 1+ exp (y_ ¢(z))
0 T 0 T

- 2 Lys (925(;:)) N qb(xzz:) Is <¢;)> _
Therefore,

1
93/2y3
SCZMW 3 /[213/2@;))_qsix)h/z(a:xwﬂxzdx,

0

and using (6.11) we have

42603278 | 4

1
S, = 313/2 / 213/2( . )dw — Z¢'(0). (6.15)
0

™

If we now account for the contribution of nuclei to the entropy in the ideal-gas
approximation (considering that their statistical weight is equal to 1), we finally
obtain

102 2/3
= 05020 [se £ (ngr ) " ;’} K/(geV),  (6.16)
where M = 1836 - A is the ion mass (see Figure 6.3).

The graphs of pressure, internal energy and entropy for gold furnished by for-
mulas (6.7), (6.14) and (6.16), respectively, are shown in figures 6.1-6.3. Although
these graphs were obtained for gold (Z; = 79, Ay = 197), for other elements (Zo,
As) the graphs retain their shape, but all quantities corresponding to the contri-
bution of electrons are multiplied by scaling factors that depend on the element
in question:
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Fermi potential discussed in

(recall the self-similarity properties of the Thomas

§1.1).
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6.1.2 Quantum, exchange and oscillation corrections to the
Thomas-Fermi model

To refine the Thomas-Fermi model one can resort to the expansion of the electron
density in the Hartree-Fock approximation in powers of the Planck constant f.
Such an expansion was obtained in [103] by recasting the Hartree-Fock equation
as a Poisson equation for the self-consistent Coulomb potential:

AV (7) = dmp(F) — 4w Z6(T), (6.18)

where Z is the charge of the nucleus. The difference between (6.18) and the anal-
ogous equation in the Thomas-Fermi model (see Subsection 1.1.2) is that here the
electron density p(7) is expressed through the density matrix p(H). If for basis
functions we take plane waves, then

" ~ e 2dP
— —ipT /R~ ipr/h
i) = [ TG (6.19)
where
JUPN H-— 1
p(H) = f )= . : (6.20)
0 H-pu
1+ exp
6
~ 1, A
H 5P —V(7) — A(7, D),
~ 1 - 4mh? p( " izrem dp
A _ —ip '7/h ip 'T/h 6.21
=y [ T (021
Here ]A5' = —thV is the momentum operator and X(F, }Aﬁ') is the exchange-interaction

operator. Although in atomic units the Planck constant % is equal to 1, it is
partially left in formulas to facilitate the computation of the expansion in powers
of i. When we expand the expression appearing in (6.19) in powers of i we must
keep in mind that the expansion is valid only for functions that are analytic in
h. As a matter of fact, as one can see from (6.19), the analyticity conditions
are violated, and consequently the expansion leaves unaccounted for the so-called
oscillation corrections (see below).

To calculate the action of the operator p(H ) on the function e/ it suffices
to replace in H the operator p by 7 — ihV, and instead of e~"#7/" (H) /R in
(6.19) one can write the action of the operator f(a + b) (see (6.20)) on the unity,
where

CGeiv? o V(@ +n
i=" gy o b= =y

(here we neglected the exchange interaction).
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For f(a +3) one has the following expansion in commutators (see [105]):

f@+b) = fla+b) -

which yields

eI g (ﬁz q>> I o)+ 1 prepve+ e ae-
20 260 46
hZ " 2 h2 " = v 2
O eETe - L P EEve? c L (629

where we used the notation

First let us consider the first term of order zero in #, discarding all the other
terms. This means that in addition to the already unaccounted for exchange
interaction A = A(r ]5) ~ h?, we also neglect the fact that the operators p and

®(7) do not commute. In this way we obtain the expression for the electron density
in the Thomas-Fermi model:

)= oo [ w -
PIET) = (2my3 |4 ex P Vee(F) +pe )
P 29 0

\/293/21 (VTF(F)-FMTF)
1/2 9 )

T2

where

AVTF(F) = 47T'p TF(F) =

44/263/2 Vre(7) + prr
Iz 0

To incorporate the corrections of second order in £ it is necessary, in addition
0 (6.23), to account for the corrections connected with the exchange interaction
(6.21), for which is suffices to use the linear approximation in A:
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o [A . [p? 2df
acp/ f(ze_q’) (2m)3

4mh? // (29 q’) (29_ _

2(2m)360 0P

i)

I\
K

N———
5
S

2i22 aaq) / [ {/g(t)]2dt = 2?:22 [ {/2(<1>)}2 (6.24)

—0o0

(cf. the calculation of the exchange integral in Subsection 3.3.1).

Substituting the expression (6.23) in (6.19) and incorporating the correction
(6.24) we obtain the expression for the electron density in the Thomas-Fermi model
with corrections (TFC):

. \/293/2 h2\/2 , 2
prrc (i) = 2 {-’1/2(‘1’) /0 (11/2((1))) +

R2A® (V)2
g T@ =" @ 625)

Let us set ® = &g + h2®P;, where

By = () = )
e~ V2 [y (Vee(®)+ prr R
o =)= V2 s (7T ).

and then substitute ® in the equation A® = 4mp/6. If we retain only the terms of
order K2, then the correction ¢ = ((7) is defined by the expression

ac=r @y o= YV yvay) (6.26)
where
V(@)= L@l ala) +6 [ [ (0] (627

— 00
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Further, to calculate the integral Y (z) one can use approximations for the
Fermi-Dirac function [46] and formula (3.58) for the integral

x

/[{/g(t)rdt:i / (11 5(t)]* dt.

— 00 — 00

Assuming spherical symmetry and passing to the variable x = r/rg (0 <
x < 1), we obtain the equation of the Thomas-Fermi model with corrections (see
Subsection 2.1.5) for the function x(x) = r({(r)/ro:

X" - 4\7/729 ra I/ <¢(xm)> X = 4\7/?9 r2zy’ ((éix)) , (6.28)
=0, x®=x1. " =am

The corrections for the thermodynamic functions of electrons are obtained in
much the same way as the thermodynamic functions of electrons in the Thomas-
Fermi model. The formulas for corrections have the following form [104, 98]:

for pressure

AP = [ (T p(6(0) + Y (9(1)] (6:29)
for energy
2, [ 1 o(a) [ oy (90)
AE = 5 xx(x) 112 de +2 [ 7Y dx | +
ot | [ (77 ez [ (7))
2V 0y AE,, (6.30)

where AEy = —0.269001725/3;
for entropy

T

AS = 32:2 re O/lxx(x)fl/Q (qﬁ(m)) dx + 40/1x2Y (qﬁ;)) dx +(;7/T2\/ZQX/EZ);”)

The corrections AP, AE and AS enjoy the self-similarity property, like the
pressure, energy and entropy themselves in the Thomas-Fermi model. In particu-
lar, if one knows their values for an element (Z;, A;), then for another element
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(Za, As), with the appropriate scaling of the temperature and density (see (6.17)),
we must carry out the transformation

Zs 8/3 Zs 5/3 Zo 1/3
AP — AP, AE — AE, AS-— -AS. (6.32)
Z1 Zl Zl

p, g/cm?

108 ¢

101 L

10—t ¢

10—3 L

0.01 0.1 1 10 100 1000 T, eV

Figure 6.4: Magnitude of the corrections to the Thomas-Fermi model for alu-
minum. The solid curves in the (T, p)-plane correspond to a fixed value of the
quantum and exchange corrections to pressure (see (6.29)): for the outer [resp.,
inner| curve the correction is about 5% [resp., 30%)]

Detailed tables of thermodynamic quantities computed by means of the
Thomas-Fermi model and the Thomas-Fermi model with corrections can be found
in [98]. A representation about the magnitude of these corrections is provided by
Figure 6.4, which shows the curves corresponding to a fixed correction to pressure
for aluminum: AP/P tp=0.3 and AP/P ty=0.05. Analogous curves for other ele-
ments can be obtained by using the similarity properties (6.17) and (6.32). From
the magnitude of these corrections one could draw conclusions about the applica-
bility of the Thomas-Fermi model, provided that one would bring into the picture
the oscillation corrections [106].

Let us illustrate on a simple example how an oscillation correction to the elec-
tron density at temperature 7' = 0 can be calculated in the one-dimensional case.
We will proceed from the expression for the density of particles at temperature
Zero:

pa) =2 [en(@)[. (6.33)

en<p
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Here the factor 2 is introduced to account for the two directions of the spin,
¥ (x) is the solution of the stationary Schrodinger equation and p is the chemical
potential (Fermi energy).

In the semiclassical approximation, the wave function ¢, (z) in the classical
domain of motion a,, < x < b,, has the form

sin (ou(@)+ ) (6.34)

where

on(z) = / Pu(@)dz,  palz) = v/2len -

an

€y is the energy of the particle and U(z) is the potential energy. The constant ¢,
is determined from the condition fab” Y2 (z)dx = 1, which yields ¢2 = 2/70, with

9 = 71,(b,) = fabf [1/pn(x)]dz. Substituting expression (6.34) in (6.33), we obtain

—9 Z sm on(z) + Z] = prr() + Posc(), (6.35)

5n<,u‘

where

2 1 2 1

T) = osc(T) = sin 20, ().
pTF( ) Egu 7_3 pn(z) y P ( ) 6;}]4 7—79, pn(ilf) ( )

The first term in (6.35), which corresponds to the Thomas-Fermi model,
yields the averaged density distribution. It can be calculated with the help of the
Bohr-Sommerfeld quantization rule (see Subsection 2.1.3).

The second term in (6.35), which describes shell effects, can be calculated
in closed form by using the Poisson summation formula and integration by parts

(see [106]):

7(z)

cos 20 (z) ctgm J0

1
Posc(T) = Op(2) (6.36)
where p(z),0(z) and 7(z) are calculated in the same way as p,(z),o,(z) and
Tn(z), but for €, = p. Note that formula (6.36), like the analogous formula for the
three-dimensional case, has a singularity when p,s. — oo for certain values of z. To
remove these singularities tedious additional calculations are needed. Oscillation
corrections have an irregular character and are specific for each element [106].
Exchange, quantum and oscillation corrections are accounted for in the equation

of state in [108].
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6.2 The ionization equilibrium method

6.2.1 The Gibbs distribution for the atom cell

In the case of an ideal equilibrium plasma (which is also in equilibrium with the
radiation), a model widely used to calculate the composition and thermodynamic
functions of the plasma is the ionization equilibrium method (the Saha-Boltzmann
equations, see, e.g., [119]). The equations of this model can be derived if one starts
from the Gibbs distribution and uses as a subsystem a spherical cell of volume

47rr8. In this approximation the probability of a state with energy E and

3
number of electrons NN is given by

v =

W = Cgexp (—E a“N), (6.37)

where ¢ is the statistical weight of the state and p is the chemical potential.

Since we are interested only in the distribution of ions for any possible states
of the free electrons, the distribution (6.37) must be averaged over all possible
states of the free electrons. As an approximation we may consider that all the
quantities figuring in the Gibbs distribution are taken for some average density of
the free electrons. In particular, the energy E may be assumed to be equal to the
sum of the ion energy Ej, (j is the degree of ionization and s is the number of
the ion state with the given degree of ionization j), the average energy of the free
electrons, F,, and the average energy of interaction of the ion under consideration
with the free electrons, Fje, i.e.,

E=FEjs+ Eje + E.. (638)

We write the number of electrons in the cell as

N=27—j+Z, (6.39)

where Z is the charge of the nucleus and Zj is the average charge of the ion (the
average number of free electrons per one ion).

Accordingly, the concentration of ions with charge j in state s, x;,, that is,
the fraction of ion with charge j in the state s, is given by

zjs = C gjs €xp (— 0

where gj, is the statistical weight of the corresponding state of the ion and C'is a
normalization constant.

Using (6.40), one obtains relations between concentrations of ions with dif-
ferent degrees of ionization:
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Tittp _ 9iip o (_M) exp (_ Ejt1,e = Ej,e> exp (_ Ejt1p— Ejs
.Ijs gjs 9 9 9
(6.41)

6.2.2 The Saha approximation

Next, let us find how the chemical potential p and the density of the free electrons
pe are related. We shall assume that the potential V' (r) created by the free electrons
and the ion under consideration is central.

According to the Fermi-Dirac statistics

pe = pe(r) = (2727)3 / 1+ exp B Z%zdpv(r) - “)} :

For a nondegenerate electron gas exp (—u/6) > 1, and so

e = o o) e =y (4 -ve))] a2

At sufficiently high temperatures the potential energy of the electrons can
be neglected. In this approximation the electron density p. is a constant, and we

obtain
2 0 3/2
—u/0) = .
exp(—pu/0) o (277)

Since p. = 3Zy/(47rd), we have
2 [2 13032
exp(—11/0) = M A (6.43)

(compare to formula (1.26)).

Using (6.41), (6.43) and neglecting the interaction between the free electrons
and the ion (for small densities of the free electrons Eje ~ 0), we obtain the system
of Saha-Boltzmann equations

7,53+ _ 2 \/2 ngz/zgjﬂm exp <_ Ejrip = Bj > . (6.44)
Tjs 3 ™ 9js ¢

These equations must be supplemented by the normalization and charge neutrality
conditions

owpe=1, > jzj.=Z. (6.45)
js js
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The quantities Ej;1 , and Ej, that appear in (6.44) are determined from ex-
perimental data, and are also computed in the Hartree-Fock (Hartree-Fock-Slater)
approximation, or by means of some semi-empirical models (see, e.g., [76]). As its
derivation shows, the ionization equilibrium model is applicable for sufficiently low
densities of matter. Let us mention two circumstances that restrict the domain of
applicability of the model. First, it may be the case that no data on energy levels
of highly ionized ions are available in the literature. Second, when the density
increases, the energy levels shift and may not agree with the experimental data
obtained for free ions. Let us add here that, in the case of very low densities the
plasma is, as a rule, in another equilibrium state — coronal equilibrium — and
consequently it cannot be described by the Saha equations (see Subsection 6.2.4).

It is convenient to rewrite the system of equations (6.44)—(6.45) in terms of

the ion concentrations
Tj = Zl‘js. (646)
S

This is done by summing with respect to s and p in (6.44), (6.45). This yields

.
2" =iy 5= 00

Ly
Z%‘ =1, (6.47)

J
> jxj = Zo,
J
where
) Ei. — F.
xjs = x'] g_]s exp (— 7 0 J ) 5 (648)
J
2\/2 3 3/2Bj+1 < Ij)
p; = o0 exp | — , (6.49)
J 3 T Bj 0

E;,— E;
Bj = Z'g]s exXp (— J 0 JO) y (650)

I; = Ej11,0 — Ejo is the ionization potential of the ion with charge j and Ejq is
the energy of the ground state of the ion j (the energies E,; are measured starting
from the ground state of the atom: j =0, s = 0).

The thermodynamic functions of matter in the ionization equilibrium model
are computed according to the formulas for the ideal Boltzmann gas with the
ionization loss accounted for:

P=(Zy+ 1)i, (6.51)
E = g(z0 +1)0+ > z;.(Ejs — Eoo)- (6.52)

js
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6.2.3 An iteration scheme for solving the system of equations of
ionization equilibrium

To solve the system (6.47) let us derive an equation for Zy, eliminating the quan-
tities z; by taking the product of the first j equations of the system:

-1

Tr1 T2 :ZZj Pk

T2 T . 6.53

To T1 o Tj-1 kl;[O (ZO) ! (0:59)
j:1a27--~ajmax§ ap = 1.

Since x; = xoa; (this being a consequence of (6.53)), the normalization condi-
tion } ., z; = 1 yields zg = 1/}, a;. Substituting this expression in the last of
equations (6.47), we obtain the sought-for equation for the determination of Zj:

2 ja
J

Zo = . (6.54)
24
J
To solve (6.54) we use Newton’s iteration method
(s+1) () F
Zo =% = op (s
BZO ZU_ZSO
where
274
F=F(Z) =2y~
2 a4
J
Observing that da;/0Zy = —ja;/Zy, we arrive at the following iteration scheme:
(s+1) 2\ /\2 -
Zo = 2,0 ) YN <Z‘7> o (6.55)
<] >_<]> + Zo Zo=7Z0
where

> i a;
J

&
(") S a;
J
To obtain an initial approximation we note that the quantities ¢; decrease
with the growth of j, since the ionization energies I; increase with j. Therefore,
the values a; either decrease when j grows, if ¢g/Zy < 1, or have a maximum for
some value j = jo, for which
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Pio-1/Z0 21, pjo/Zo < 1. (6.56)

From equation (6.54) it follows that Zy =~ jo, because a; has a maximum for

Jj = jo. We conclude that as a criterion for choosing jy we can use, instead of
(6.56), the condition

(pjofl/jo >1> Spjo/j()v (657)

which in turn shows that jy is the smallest value of j for which ¢;/j < 1. Since
x; = xoaj, to find an approximate value of Z; in the system (6.47) one can neglect
all z;, except for the two largest ones. If aj,+1 > aj,—1, i-e., pjo—19jo /4 > 1, then
for the largest values of z; we must take z;, and x;,41. This yields the system

T

Jo+1 __

ZO ) — ¥jo>
x]o

Tjo + Tjo+1 = 1,

JoTjo + (Jo + 1)wjo41 = Zo,

whence

(jO - (pjo) + \/(]0 + (pjo)2 + 4<pj0

Zy = 9

(6.58)

In the case aj,—1 > ajo+1, i-., ©jo—19j,/J6 < 1, when we choose an approx-
imate value for Z; we must replace jg by jo — 1 in formula (6.58).

When one computes the statistical sums B; one has to keep in mind that for
low densities — in particular, for a free atom — such sums diverge. In practical
computations one truncates these statistical sums, discarding the highly-excited
states, or diminishing the role they play. As the analysis carried out in [100] has
shown, the most effective approach is to take into account only those bound states
for which the domain of classical motion of the electron lies inside the atom cell
[149].

To estimate the radius of the electron orbit in a highly-excited state with
quantum numbers n and ¢ for an ion with ionization degree j we may consider, as
an approximation, that the electron moves in the field (j + 1)/r. The domain of
classical motion of such an electron is defined by the inequalities

1) (2

Tt <’I“<’I“n€7

2 +1/2\2
7’(152): o 1¢\/1< + />
" J+1 n

where
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To compute the statistical sums B; we must consider only the states for which

rt Z) < 1. When the density is increased further, it is necessary to account for

the fact that the ionization potential decreases by the amount AI; ~ 3j/(2r),
and also pay attention to the possible vanishing of weakly-coupled bound levels
(their transition into the continuum). Note that under such circumstances the
Saha-Boltzmann approximation ceases to work. When the density grows, the so-
called cell models become increasingly more accurate, among them the quantum-
statistical Hartree-Fock-Slater self-consistent field model discussed in Chapter IV.

6.2.4 Coronal equilibrium

For low densities, in a totally transparent plasma the equilibrium population of
levels prescribed by the Gibbs distribution (6.40) may fail to be realized in the
case of a real plasma. The point is that, due to the high rate of radiative processes
the collisional electron excitations are rapidly eliminated by radiative decay to
the ground state. For such a plasma one can assume that all ions with various
ionization degrees are the most of the time in the ground state.”)
From (5.22) we have
dnj rec rec ion ion

gt = QT T (51 + i )ng + oy inj1, (6.59)
where n; is the concentration of ions with ionization degree j and a}ojn,, o, are
the total ionization and recombination rates of these ions. For small densities, in
an optically thin plasma one can include into considerations the impact ionization
(ii), photorecombination (phr) and dielectronic recombination (dr) processes only:

;OJHJrl - Z ZO‘JSHJ%J s’ (660)
rycjc 1 Zzajih—r»j 1,8’ + ZZOLJS_’J 1,8"" (661)

Here the sum is taken over those states s of an ion with ionization degree j that
are close to the ground state s = 0 (Ej;; — Ejo < 6, where Ej, is the energy of the
ion state js). The excitations take place for states js* such that E;s — Ejo > 0,
i.e., there exists a gap between ground and excited states, which is essential for
the coronal approximation.

Putting dn;/dt = 0 and grouping the direct and inverse processes for each of
the ions, we obtain from (6.59) the relations

ion
Nj+1 R EN] .
AL T 01,0, 2 — 1.
. rec
1 Yj+1,5

*)The Gibbs distribution and the Saha equation are valid for a low-density transparent plasma
if this plasma is placed in a thermostat with the radiation temperature equal to the electron
temperature.
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Finally, in the coronal approximation the system of equations for the relative

concentrations z; = n;/ >, n; reads

ion
Ti+1 _ ¥+l
- _rec

Zj @531,5
E Jjxj = Zo,
J
E l‘j =1.
J

experiment

]

11 12 13 14 15 16 17

CE, T = 28 V|

| m

11 12 13 14 15 16 17

LTE, T = 12 eV

Ll

11 12 13 14 15 16 A, nm

(6.62)

(6.63)

(6.64)

Figure 6.5: Experimental emission spectrum of a xenon plasma (the intensity is
measured in arbitrary units; see [169]) and calculated values of its emissivities for
density p = 107°% g/cm3, in different approximations: LTE - Saha, CE - coronal
equilibrium. The calculations were carried out with an additional broadening of

0.05 eV.
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Figure 6.5 compares the spectra of a xenon plasma with density p = 1076
g/cm?, obtained in different approximations. In the coronal model the plasma
temperature 7" = 28 eV must be more than two times larger than the equilibrium
temperature of the plasma, T'= 12 eV, in order for the same degree of ionization
Zy = 9.6 to be attained (see Table 6.1). The experimental data shown in the figure
have an integral character; nevertheless, it is obvious that the result given by the
coronal equilibrium (CE) model are considerably closer to the experimental data
than those given by the Saha approximation (LTE).

The collisional radiative equilibrium (CRE) model considered in Subsection
5.7.2 describes the CE, LTE and intermediate cases, depending on the amount of
reabsorbed radiation.

Table 6.1: Tonization composition of a xenon plasma for density p = 107 g/cm?
and two temperatures, T = 12 eV and T = 28 eV, according to the Saha model
(LTE) and the coronal equilibrium approximation (CE)

T =12 eV T =28 eV
J CE LTE J CE LTE
3 0.0013 6 0.0004
4 0.0422 7 0.0126
5 0.2641 8 0.0596
6 0.2568 9 0.3675
7 0.3909 0.0001 10 0.4337
8 0.0444 0.0026 11 0.1181
9 0.0002 0.4480 12 0.0078

10 0.4892 13 0.0001

11 0.0365 14 0.0014

12 0.0002 15 0.0464

13 16 0.3412
17 0.4809
18 0.1043
19 0.0249
20 0.0009

Zp =61 Zg=9.6 Zop=9.6 Zg=16.7

6.3 Thermodynamic properties of matter in the
Hartree-Fock-Slater model

Utilization of the ionization equilibrium models makes it possible to obtain reliable
results for low densities and relatively low temperatures. In the case of very high
temperatures and densities good results are furnished by the Thomas-Fermi model.
A more precise delineation of the domain of applicability of theoretical equations
of state is a rather complex task, which requires the elaboration of more refined
approaches. Thus, for example, the Thomas-Fermi model with corrections (TFC)
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was constructed in an attempt to clarify what is the domain of applicability of
the Thomas-Fermi model (see [104], and also Subsection 6.1.2). Later it turned
out that incorporating quantum and exchange corrections in the TFC model is
not sufficient — oscillation corrections must also be accounted for. This has led to
the semiclassical shell model (SSM) [106, 108]. As it follows from the derivation
of the equations of the TFC and SSM models, the domain of applicability of these
models is determined by how small the incorporated corrections are.

More successful are the approaches based on the self-consistent field method,
in which it is not required that the corrections be small. The first computations in
the framework of the modified Hartree-Fock-Slater model [152], whose foundations
for matter with given temperature and density were first established in [151],
have demonstrated that this model can be applied to calculate photon absorption
coefficients and Rosseland mean free paths, as well as to describe the equations
of state in a wide range of temperatures and densities. Nevertheless, to make the
Hartree-Fock-Slater model applicable to the computation of equations of state
has required a fundamental revision of certain details of this model, including, in
particular, the following;:

1) In the computation of the contribution of ions to the equation of state of a
dense nonideal plasma, the strong repulsive force between ions at small distances
due to the fact that the ions have finite dimensions (rather than being point
particles) was accounted for in [158].

2) When one approximates the exchange potential for large values of r (in
the case of small densities) one has, as shown in [49], to use the asymptotics of
the self-consistent potential, V' (r) ~ 1/r, which enables one to better describe the
energy spectrum of excited electron states (see Subsection 4.3.3).

3) The influence of the effective boundary of the continuum, i.e., of the value
go of the electron energy above which the semi-classical approximation applies
in the HFS model, turned out to be more substantial in the calculation of the
equation of state than in that of the photon absorption coefficients. As shown in
§3.3, to satisfy the thermodynamic consistency condition the value of €y must
be chosen in accordance to the conditions of conservation of the total number of
possible electron states [157].

Among the factors enumerated above, which affect the results of computa-
tions, the choice of the effective boundary of the continuum ey proved to be the
most essential. To make the right choice of €y, in the computation of tables of
equations of state it is sufficient to fix the number of the root of the equation for
the determination of ¢y for all values of the temperature T and density p. Viola-
tion of this condition may lead to nonphysical results for some values of T" and
p. The influence of the nonuniqueness in the choice of ¢, i.e., of the number of
the fixed root, on the results of computations of the equation of state and shock
adiabats is analyzed in [158]. It turned out that computational results are practi-
cally independent of g whenever the value of this parameter is sufficiently large,
for example, when it lies in the region of the allowed energy bands under normal
conditions, i.e., for T'= 0, p = pg, where pg is the normal density of matter.
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6.3.1 Electron thermodynamic functions

Expressions for the electron thermodynamic functions—pressure P,, energy F, and
entropy Se—can be derived from the thermodynamic potential ) = E — 0S5 — uN:

Po=— ", (6.65)
o0 o0
Be=Q=0 00—ty (6.66)
o0
Se =00 (6.67)

(see [17]). Here v = (4/3)mrd is the volume of the spherical atom cell.

Formula (6.65) is sufficiently simple. However, computations relying on this
formula suffer from a loss of accuracy because the expression for {2 contains large
quantities with different signs. For that reason, the simplest way to derive a for-
mula for the pressure is not from relation (6.65), but from the equivalent relation
obtained by differentiating the free energy F' = E — 6.5 with respect to volume:

oF
P__(3U>T,N.

The pressure will obviously be expressed through the contributions of the bound
and continuum electrons, as well as through the derivative of the supplementary
term (3.69) with respect to the volume v, which in view of the thermodynamic
consistency condition (3.70) is equal to zero.

First of all, let us remark that for the contribution of the continuum electrons
one obtains an expression that is similar to the expression (6.1) for the pressure
in the Thomas-Fermi model, where the integration is carried out starting with the
boundary of the continuum ¢g.

To calculate the contribution of the bound electrons we shall use the expres-
sions for the energy and entropy in the HFS model (3.51), keeping in mind that the
splitting with respect to the spin variable can be neglected at high temperatures.
The states with different projections of the spin will have identical energy ¢, and
occupation numbers n,. To account for the spin we introduce the factor 2. We
obtain

F=E-0S=2) n, /¢;(F) [;A — Va(r)} Y, (7) di +

;//pﬁf)_p(v?') dFdF’—/(p(p) 7 + zeg[ny Inn, + (1—ny)ln(1—ny)}, (6.68)

7|

where

p(F) =2 "ny [, (7)),



310 Chapter 6. The equation of state

1

()

Let us change variables to make the dependence on the radius rg of the atom
cell explicit:

n, =

S, - T 3/2 -
F=rod,  §(@) =g y(rod),
V(e) =roV(rox),  plx) =rip(rox),  @(p) = roe(rg°p)-
In addition, we need to separate the components of the self-consistent potential.
These are the Coulomb component V.(x) = roV.(rox), where

wmznm—/“mﬁ, (6.69)

the contribution of the nucleus V,(r) = Z/r (Va(z) = roVa(roz)), and the effective
exchange potential

|7~ 7

dp 1 9p
op 1o dp
Using the Schrodinger equation (3.52) for ¢, ('), we obtain a similar equation for

U, (T): B
1, - V\ -
—A%:%Gﬁ-)%. (6.70)
2 To
The free energy (6.68) is given by

VY | - o
FZQZ”V/ <5u+ TO) |¢V(f)|2 dz — 27{0 /(V::“Fva)ﬁdf_

! /gﬁdf—l— 292[711, Inn, + (1 —n,)In(1 —n,)]. (6.71)

To
oF 1 OF oF
Since = 5 , we have 3Pv = —rg . Differentiating expression
ov dmrg Org drg

(6.71) with respect to rg, we obtain



6.3 Thermodynamic properties of matter in the HFS model 311

We will use the obvious relations

on,
Z ore = 0, (6.73)

and
8n,,/V
67"0
_ V op
2 7) = T 4
an,/m 81“0 (Z) *di = /To 8r0d (6.74)

Next, let us differentiate equation (6.70) with respect to ro, multiply the result by
¢*(x) and subtract from it the complex-conjugate equation (6.70), multiplied by
O, (Z)/0rg. Integrating the resulting relation with respect to dZ and using the
Green formula in the right-hand side, we obtain

1 / 81/_)1/ 815; o * 8 81/_)1/ ds =
2 Org Ox YOrg Ox 5=

IZ1=

21"0/ (ay+ :/0) |4, () df+r§/£o (a,,+ ;/0) |0, ()| dZ.  (6.75)

The left-hand side of this expression is equal to zero if we use boundary
conditions of the form (4.14), because the expression in the square brackets changes
sign on the upper and lower hemispheres. From the Poisson equation for V() it
follows that 4wxp = (zV, — xV,)". Using this relation and integrating by parts
twice we have

_ _ 0p -
Ve 74 c 22 - ) dZ. .
M 5dF = 4r / oypatde = [ P (77, dz (6.76)

Now combining relations (6.76), (6.73)—(6.74) and the fact that the right-
hand side of equation (6.75) vanishes, we obtain

) dz 1 R S
3Pv:7/ (%d +22m/<su >|1/)ux| -, /(V+V)pdx+

1 f0p - ~,,, 1 _ op
N aTO(VC—Va)dacJFQ/(V +Va) 8r0d 7"0/ dz +/8 (6.77)
Since

op 4 [ . 3 [ 0 99 9p
or To/gadx / apd Jr/(?p 8r0d (6.78)
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- _ 09 ap
and V =V, + a(;, the terms involving the derivative af in (6.77) cancel each
0

other. Returning to the variable r, using the following equality for the exchange
term:

T

i dp dp
127r/(<p—p 3[)) r?dr = 47rr8’ <g0—p 8p)
0

as well as the obvious relation V' = V] +

ro
d [0y
3
T:r—i— 47r/r dr (5‘,0) pdr, (6.79)
0

0

dp
dr Op

, we obtain

3Pv = 2271,/(2@ +2V) [, (7)[? dF —

;/(VI; + Va)pdr + /T(V/ — V) pdi + 4rrd (go —p gﬁ) (6.80)

r=ro

Now let us transform (6.80) so that only the terms with » = ry remain. First
of all, note that

1
o Vet Vaw oV prtar = ) [ (Ve st 2 V0V =
To

: / O ovey vy Vet rv)] =0, 68)

The radial part of the wave function for € = ¢, satisfies the equation

1 e+t
— R+ < (2; ) V(r)> Reg=eRe, (6.82)

Let us differentiate this equation with respect to r, multiply the result by
rRe¢ and subtract from it equation (6.82) twice, first multiplied by rR.,, and then
multiplied by 2R. This yields

1
(2 +2V +rV')R%, = — 5 (rRe¢RY; — rRL,R!; + 2Ry RY,) =

1d

— 5 oo | Bt + T RRL = r(RL)%). (6.83)

Using (6.83), instead of (6.80) we obtain

. (6.84)

Op 1
P o= So—p = > nu|ReRly + R — r(RL)?|
{‘p p 8,0 47‘(7’8 ~ n eltgy + T hepiTgy, T( EZ)

T=T0o
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where € = ¢,.

In [224, 95] several other formulas for the electron pressure were obtained,
which differ between them and also from (6.84). However, all these formulas are
equivalent when periodic boundary conditions of the type (4.14) are satisfied.

Recalling that Vey the final formulas for the electron components of the

_ ¥
_p8p7

pressure, energy and entropy can be recast in the following forms:

o0
o= 2202 y*2dy N
32 V(ro) + p
yo(ro) I+exp(y— 0
p(ro)
[ Velo it = plro)Vlptro)) -
0
4% K Z / k2dk A2y, (k)ne [Rep RLy + rRep RYy — 1(RLy)?] (6.85)
nlml’ T=T7g
Here
Vir)+e €— !
Yo = yo(r) = maX{O; ( )9 0} , Me = {1 +exp ( 0 u)] ;€= ¢enem(k),

and the sum with respect to n, ¢, m, ¢ and the integration with respect to k are
carried out for states with energy ¢ < g¢. In the next two formulas for the internal
energy and the entropy the summation and integration are carried out in the same
manner:

e k3 Z/k2dkns/€+v ZAanE’ 5[’(T) dT+
némo
o ® 3/2
4\/265/2/736” y*/2dy B
™

Vir)+
[ e (5 V)

[}
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where Ej is the energy of the free atom (so that for T'= 0, p = 0 we have E, = 0);

ko
S — :g Z/[nglnns—i—(l—ns)ln(l—ns)] k2 dl — Z;“—

nfm 0

70 T0 p(r)
497T/V(r)p(r)r2 dr +47r/889 / Vex (p)dp'r? dr+

0 0 0
To o0

20\/2 03/2/T2dr y3/2 dy

s Vir)+
[ e oY)

+

8v/2 T’
o 03/21n [ne, (1 — ne, )] / ye 2 (ryr2 dr.  (6.87)
0

6.3.2 Accounting for the thermal motion of ions in the charged
hard-sphere approximation

In a strongly-interacting nonideal plasma one cannot separate the thermodynamic
functions into electron and ion components [65]. However, at high temperatures,
where the main contribution to the equation of state is made by electrons, the
contribution of ions can be regarded as a supplementary term. At the foundation
of such a separation lies the assumption about the average atom, whose charac-
teristics — in particular, the intra-atomic potential — are defined by averaging
the quantity one is interested in over all possible states of the ion in question as
well as over the position of the other ions. As a result of this approximation, the
electron structure of the average atom is calculated in the charge-neutral atom cell
(see Chapter IV). As it turns out, in this manner the main part of the electron-ion
interaction is effectively accounted for (for a more accurate discussion see [90]).

The influence of the motion and interaction of ions can be accounted for by
using the characteristics of the average atom and applying perturbation theory
in the adiabatic approximation [186, 187]. To account for the interaction between
ions it is necessary to go beyond the framework of the atom-cell approximation.
One of the ways to do this is to regard the plasma as an idealized gas of interacting
particles. In particular, as such an idealized model one can consider a gas of pos-
itively charged hard spheres (CHS) that move on the background of a uniformly
distributed negative charge of electrons [167].

The parameters of the CHS model, in particular, the dimensions and charges
of ions, depend on the results of computations inside atom cells. Therefore, in the
general case, to obtain the equations of a thermodynamically consistent model it is
necessary to impose the minimum condition for the total thermodynamic potential
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of the system of ions and electrons, which complicates the problem considerably.
In the domain where the main contribution to the thermodynamic potential is
due to the electrons, the minimum condition for the thermodynamic potential is
almost identical to the minimum condition for the thermodynamic potential of
the electrons.

To obtain the total thermodynamic functions let us represent them as a sum

(39l

of contributions due to electrons (indicated by the subscript “e”) and to ions
(indicated by the subscript “0”). Then, if the electron and ion components are
expressed in atomic units, the total pressure (measured in GPa) and the total

energy (measured in kJ/g) are given by:

P =2942-10%P, + P), (6.88)
and respectively
2.626 - 10°
E= A (E. + Ey). (6.89)

The simplest approximation that accounts for the motion of ions is the ideal-
gas approximation (see formulas (6.4), (6.11) and (6.13)). The ideal-gas approxi-
mations can be used for sufficiently high temperatures and gas densities. For dense
and condensed media, however, this model is rather crude. Approximations that
account for the interaction between ions are required. Thus, for example, in the
one-component plasma (OCP) model it is assumed that ions with identical charge
move in a homogeneous medium that carries a charge of opposite sign [81, 116].
The ion charge Zj, or the average number of free electrons in the atom cell, can
be approximated by the formula Zy = (47/3)r3p(r0), where p(ro) is the electron
density on the boundary of the cell.

For a one-component plasma methods of molecular dynamics have been used
to calculate the distribution function of ions and their interaction energy and,
based on these results, the corresponding interpolation formulas were derived. In
the OCP approximation [81, 116]

e [1+AE1} 0
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where AE; is the correction to the internal energy in the OCP model (see [81])
and v is the volume of the atom cell.

In computations of the equation of state it is convenient to modify somewhat
the interpolation formulas given in [81] for the interaction energy AFE; given by the
OCP model in order that they continue to work for arbitrary temperatures and
densities. The point is that in the OCP model, at values of the nonideality parame-
ter ' close to 158, where I' = Z2/(frg), a phase transition occurs in the solid state.
An accurate description of this phase transition requires a detailed analysis of the
thermodynamic functions near the transition point. Since the physical accuracy
of the OCP model is not beyond dispute, in practical computations, to simplify
the calculation of the ion contribution to the equation of state, one requires that

3
Ei= _0+ AF;, 6.90
’ S+ (6:90)
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at large values of the nonideality parameter I' the ion energies F; will not exceed
the asymptotic value 36:

3
AEOCP; if AEQCP < 9 97

AE; = (6.91)

3 3
if >
9 9, 1 AEQCP = 97

where for I' > 0.1

4
AEocp = 003/2 i _gr
o ; (bi+T)z ~ 0
a1 = —0.895929, by = 4.666486,
as = 0.11340656, by = 13.675411,

az = —0.90872827, bs = 1.8905603,
as = —0.11614773, by = 1.0277554.

The proposed modification practically does not affect the final results of
computations of the equation of state, yet it allows one to avoid a detailed analysis
of the phase transition in the indicated range of temperatures and densities.

In the OCP model the ions are regarded as point particles and their interac-
tion potentials is assumed to be Z3/r (see [116]). The point-charge approximation
fails at high densities of matter, when the dimensions of the ion cores are compa-
rable with the interatomic distances [77]. For example, such a situation arises for
a shock compression of factor o ~ 3 + 4, where 0 = p/pp, po being the normal
density of matter.

To account approximately for the influence of the strong repulsion between
ions at arbitrary temperatures and high densities one can use the model of charged
hard spheres (CHS) [167, 158, 144], or the simpler approximation in which to the
OCP model one adds the correction furnished by the model of hard spheres:

P=1 . Ei="0+AE, 6.92
+ (1—mn)? 30 | v 2 * (6.92)

where 1 = (r*/r¢)® and r* is the effective radius of the ion core.

Formulas (6.90), (6.92) are not thermodynamically consistent, since the pack-
ing parameter 7 and the average ion charge Z; are functions of temperature and
density. Thermodynamically consistent expressions for energy and pressure can be
obtained by starting from the expression for the free energy in the CHS approxi-
mation [167]. However, the increase in the complexity of formulas is not matched
by an increase in their level of physical accuracy.
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6.3.3 Effective radius of the average ion

For given values of the temperature T and density p, the value of r* can be
estimated based on the following considerations. We shall assume that all the
electrons of the atom cell can be divided into so-called free electrons, which are
uniformly distributed over the cell with a density p(rg) that is equal to the density
of electrons on the boundary of the atom cell, and the remaining, bound electrons,
with density p(r) — p(ro). Outside the domain 0 < r < r* the function p(r) — p(ro)
is required to decay rapidly.

The interaction between ion cores becomes essential at distances r* for which
the density of the bound electrons, p(r) — p(rg), is sufficiently large. Obviously,
some part of the bound electrons will be found beyond the limits of the core, i.e.,
for » > r*. If the number of such electrons is taken to be equal to the number of
the free electrons that penetrate inside the sphere r < r*, then we arrive at the
expression

*

To T

47r/(p(7") — p(ro))r? dr = 47r/p(7"0)r2 dr. (6.93)

r* 0

Formula (6.93) yields good results for sufficiently high temperatures, when
more than one electrons are ionized. In particular, for metals the radii of the ion
cores computed by means of formula (6.93) agree well with experimental results
under nearly-normal conditions. For dielectrics and inert gases, when under normal
conditions there is no ionization, formula (6.93) gives r* = rg. Therefore, in their
case we will require that, in addition to (6.93), the quantity r* be bounded, say,
by the radius of the last shell that hosts electrons. One can put approximately
r* < 2n2/Z,,, where n, £ are the quantum numbers of that shell and Z,, is the
corresponding effective charge.

Since 47 [° p(r)r? dr = Z, condition (6.93) can be recast as

*

477//)(7")7"2 dr =7 — Z. (6.94)
0

The effective radius of the ion, as given by formula (6.94), depends on the
matter temperature and density. When 7" and p grow, r* decreases rapidly. In
the case of extremely high temperatures and densities, when full ionization takes
place, formula (6.94) yields r* 22 0. Let us mention that in some cases, for a weakly
ionized plasma the ratio of r* to the radius of the atom cell ry may grow with T
and p.

Figure 6.6 shows the graph of the dependence of the packing parameter
n = (r*/ro)® on temperature on the shock compression curve for aluminum. As



318 Chapter 6. The equation of state
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Figure 6.6: Dependence of the packing parameter 77 on temperature T" on the shock

adiabat of aluminum
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Figure 6.7: Shock adiabat of aluminum, for different way of accounting for the ion

contribution to the equation of state (solid curve — charged hard spheres, dashed
curve — one-component plasma, dashed-dotted curve — ideal gas)

results of the computation of the shock adiabat for aluminum show, the maximum
value n ~ 0.2 is attained at temperature T ~ 35 eV and density p ~ 12 g/cm?. At
such a temperature one may expect that the contribution of ions will have a large
influence on the shock adiabat. And indeed this is plainly seen in Figure 6.7, which
displays the shock adiabat of aluminum, with the contribution of ions accounted
for according to the ideal gas, OCP and CHS models (note the differences in the
behavior of the curves for o ~ 4.5, P ~ 10* GPa).

6.3.4 On methods for deriving wide-range equations of state

Since the domain of applicability of the equations of state constructed on the basis
of a specific model is limited, in practical computations of tables in a wide range
of temperatures and densities one resorts to various methods of approximation
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and interpolation of the data provided by different models. Such methods can be
divided into three main groups:

1) Semi-empirical models of equations of state, in which the functional form
of the equation and the constant coefficients are chosen from the requirement that
the computational results should match known experimental data and asymptotics
[117, 4, 41, 42].

2) Phenomenological models of the equations of state, which contain param-
eters determined from experimental data that are not directly connected with the
equations of state (for example, the ionization equilibrium model, which involves
the energy levels of excited ion states) [183, 136, 76, 21, 184].

3) Computations based on statistical and quantum-statistical models of mat-
ter that do not rely on experimental data [122, 98, 152, 202, 188].

One of the first and most successful method proved to be the interpolation
of data of the Thomas-Fermi model with experiments (see, e.g., [58]). Currently
the most widely used is the method in which in order to construct wide-range
equations of state one interpolates between the results obtained by means of the
TF (TFC) model for high densities, the ionization equilibrium model for small
densities and semi-empirical equations of state for nearly normal conditions (see,
e.g., [68, 136, 214, 97|, as well as the well-known library of equations of state
SESAME [245, 246]).

The equations of state constructed in this way are verified by comparison
with experiment. Note that for dense hot plasmas the available experimental data
are relatively poor and they do not provide a completely enough information on the
reliability of the equations of state. The evaluation of the accuracy of the derived
and applied in practice equations of state in a wide range of temperatures and
densities is based not only on experimental verification, but also on calculations
using theoretical models with different levels of accuracy.

6.4 Computational results

6.4.1 General description

The Hartee-Fock-Slater model has been used to compute equations of state of
various substances in a wide range of temperatures and densities. In these compu-
tations, in order to determine the effective boundary of the continuum g¢ for an
arbitrary temperature and arbitrary density, it suffices to fix the number of the
root of equation (4.20), labelling the roots according to the growth of the electron
energy (see Figure 3.10). It is clear, on physical grounds, that the energy value &
in the normal state ("= 0, p = po) should lie in the region of the upper level of
electron energies (or in the conduction band for metals). This condition yields the
number N of the root, close to the number of the electron shells (counted with
quantum numbers n and ¢) in the atom (in particular, for aluminum N = 4, for

iron N = 6, and for gold N = 18).
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Violation of the thermodynamic consistency condition for the chosen ¢ may
lead to physically incorrect results, such as those obtained, for example, in [107,
240]. In [107] the authors used the value g = —+/p(ro), where p(ro) is the electron
density on the boundary of the atom cell. For bound states [resp., states with
energy € > ¢g] they used semi-classical wave functions (2.12) [resp., the semi-
classical approximation (4.5)].

In calculations based on the method of [107], when the plasma density p is
increased, bound energy levels € = e, successively cross the effective boundary of
the continuum ¢(, because as p increases the energies of the levels also increase,
while the effective boundary g = f\/ p(ro) decreases. This results in jumps in the
thermodynamic functions of electrons, which are interpreted as phase transitions
(see Figure 6.8). As one can see from equation (4.20), after €, becomes larger than
€0, to account correctly for the electrons found in the states with quantum numbers
nt it is necessary to modify the position of the effective boundary £¢ (see Subsection
3.3.4). This results in the smoothing of the thermodynamic functions and absence
of phase transitions at extremely high compressions, though the character of the
dependence on density may differ from the smooth curve furnished by the Thomas-
Fermi model.
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Figure 6.8: Cold compression curves for iron: the pressure P as a function of
density p at temperature T'= 0 (solid curve — HFS model, dashed-dotted curve,
which passes into the solid curve when p > 103 g/cm® — TF model, dashed curve
with a plateau — according to [107])

Figure 6.8 compares, in the pressure region P = 10 GPa, the cold compres-
sion curves obtained by means of the HFS and TF models, as well as according
to the model of [107]. By selecting the parameter £y in accordance to condition
(4.20) the cold compression curve becomes smoother in the range of extremely
high pressures, regardless of whether the broadening of discrete levels into bands
is taken into account or not.
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Figure 6.9: The electron pressure P and energy F in aluminum according to dif-
ferent models. Shown are the isotherms at several temperatures: 1 — T=3.98 eV,
2 — T=39.8 eV, 3 — T=398 eV, as functions of the density p in g/cm? (solid
curve — HFS, dashed curve — TFC, dashed-dotted curve — TF)

For a detailed comparison of the computational results obtained by different
models in a wide range of temperatures and densities we take aluminum as an
example [144]. Figure 6.9 shows for comparison three isotherms of the electron
components of pressure and energy for the temperatures 3.98, 39.8 and 398 eV,
obtained by means of three different models: HFS, TF and TFC. As one can
see in this figure, the largest differences between models (some of the results are
several times larger that the other!) occur for low temperatures, near the normal
density; there the results of the HF'S computations occupy an intermediate position
between the results of the TF and TFC models. Note that the corrections in the
TFC model to the initial TF data turned out to be here of the order of the ground
quantity, which indicates that the TFC model is not applicable in the considered
range of densities p. With the growth of the temperature the differences become
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less significant.

We should point out to a peculiarity in the behavior of the isotherms com-
puted by means of the HFS model for T = 3.98 eV. For densities p ~ 30 g/cm?
these curves intersect the corresponding curves of the TFC model before turning
into the asymptote. This feature is connected with the restructuring of the energy
spectrum of electrons and the related change in the occupancy of bands 3s and 3d
(see Figure 4.4).

6.4.2 Cold compression curves

Accounting for the band structure of the electron energy spectrum in the Hartree-
Fock-Slater model makes it possible to apply this model not only for the calculation
of properties of rarefied and dense gas plasmas, but also of those of solid materi-
als under strong compression. The results of experimental studies of equations of
state of solid materials are mainly concentrated in the region of normal conditions
(P <100 GPa). For extremely high pressures (P > 10 TPa) the TF model, or the
more accurate TFC model, become applicable. Since equations of state are needed
in a wide range of compression factors, methods for the computation of equations
of state using available experimental data in combination with asymptote extrap-
olation according to the statistical TF and TFC models became widely used in
practice. However, such methods do not always yield reliable results, because in
the intermediate domain, where the Thomas-Fermi model is not applicable and
no experimental data are available, the irregular shell effects neglected in the sta-
tistical models may have a large contribution.
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Figure 6.10: Cold compression curves of sodium and aluminum (pressure as a
function of compression ¢ = p/pg; solid curve — HFS, dashed curve — TFC,
dashed-dotted curve — TF, rhombuses — experiment [5, 15])

First let us examine some results of computations in different models for alka-
line metals. It is known that for such metals the Fermi surface is nearly spherical,
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and so apparently here the Wigner-Zeits spherical-cells approximation should not
lead to significant errors, because in this approximation the Fermi surface is also a
sphere. At the same time, for alkaline metals the TF and TFC models are indeed
not applicable due to the strong influence of shell effects.

The comparison done in Figure 6.10 of the cold compression curve of sodium
obtained by means of the HF'S model with the experimental data of [15] shows that
the HFS model describes the situation relatively well. The computed theoretical
value of the normal density of sodium, py = 1.36 g/cm? (i.e., the density for which
the pressure P = 0), is closer to the experimental value of py = 0.97 g/cm? than the
value py = 2.8 g/cm? provided by the TFC model. For lithium the normal density
according to the HFS model, pg = 0.54 g/cm?, differs from the experimental value
po = 0.53 g/cm? by only 2%.

Figure 6.11 compares computational results for cold compression of helium
and neon obtained by means of the HFS model with those obtained by means of
the TFC model and with experimental data generated by the method of molecular
beams [121]. Note the good agreement between HFS calculations and experimental
data for sufficiently large compressions. However, while for helium the results agree
with the data provided by the TFC model, for neon the TFC results are worse
than the HF'S ones.
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Figure 6.11: Cold compression curves for helium and neon (pressure as a function
of density p; solid curve — HFS, dashed curve — TFC, rhombuses — experiment
[121])

In the case of the cold compression curves of aluminum, iron and gold (see,
for example, Figure 6.10 for aluminum), there is a notable deviation from exper-
imental data [5, 238] for weak compressions, namely, of about 10% for aluminum
and gold, and 20% for iron.
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6.4.3 Shock adiabats

Detailed tables of equations of state, obtained by means of the Hartree-Fock-
Slater model, allow one to build compression curves for substances. These curves
are alternatively known as shock adiabats (the spelling adiabatics is used as well)
or Hugoniot adiabats. The last term is connected with the fact that, in accordance
with conservation laws, under compression of a substance the following Hugoniot
relation holds across the shock-wave front [234]:

2@—E@:UHJ@<1—1), (6.95)
Po P

where Ey, Py, po are the internal energy, the pressure and the density of the
undisturbed medium and F, P, p are the corresponding quantities behind the
shock wave, for the compressed medium. The mass velocity U and the wave velocity
D of the shock wave are connected with P and E by the relations

2(E — Eo)(P — Py) P - Py
U= , D= . 6.96
\/ P+ P poU (6.96)

Since, in accordance to the equation of state, P = P(p,T) and E = E(p,T),
it follows that once the value of the density p is given, one can find the temperature
T and the pressure P on the shock adiabat (6.95).
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Figure 6.12: Shock adiabat of aluminum according to different models (pressure

in GPa as a function of compression o = p/pp): solid curve — HFS, dashed curve
— QZI, rhombuses — experimental data

Shock adiabats of aluminum and iron, calculated by means of the Hartree-
Fock-Slater model, are shown in figures 6.12 and 6.13. Also shown are compu-
tational results provided by the TFC model for iron as well as results obtained
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Figure 6.13: Shock adiabat of iron (solid curve — HFS, dashed curve — TFC
[101]). Also shown are experimental data of [6, 7, 8, 9]

by means of the interpolation of the TFC and Saha equations of state [97] (the
so-called quasi-zone interpolation, QZI) for aluminum. For comparison, the figures
also display experimental data. The abscissae [resp. ordinates| represent compres-
sion o = p/py (po = 2.71 g/em? for aluminum and py = 7.85 g/cm? for iron)
[resp., pressure in GPa).

One sees that shell effects play a rather essential role after the substance is
compressed almost to the limit density and begins to heat intensely. The contribu-
tion of the temperature ionization of each shell manifests itself as a slowly varying
oscillation about the TFC-computed curve.

An analysis of the data given in Figure 6.12 shows that in the domain of
compressions o ~ 1+1.8 (pressure P < 200 GPa), the position of the shock adiabat
of aluminum based on available experimental data and semi-empirical equations
of state is established with sufficient reliability. In the compression range o ~ 1.8 —
2.8, the experimental results partly contradict each other, so that a critical analysis
of data obtained in various experiments in this domain of compressions becomes
necessary. For higher compressions (¢ > 3) part of the experimental data are
affected by hard to control and rather high errors, and therefore we may consider
that the computational results obtained by means of the HFS model, as well as
those obtained by the QZI method, do not contradict these data. Overall, from
the results displayed above it is seen that the HF'S shock adiabat for compressions
o > 1.8 agrees well with the experimental results [200]. The QZI adiabat has, in
the domain of compressions o < 3, the tendency to deviate considerably from the
experimental data and the computational results cited.

For high compression factors (o ~ 5), the first oscillation of the QZI shock
adiabat is shifted relative to the first oscillation according to the HFS model
towards the domain of higher compression factors. The second oscillations on
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the adiabats, which correspond to the ionization of the K-shell at temperatures
T ~ 1 keV, lie considerably closer to one another. The shift of the oscillation
on the QZI adiabat relative to the HFS adiabat is apparently due to the fact
that in the QZI method, in computations according to the Saha model a certain
approximation is used to lower the ionization potentials at high temperatures,
whereas in the HFS model such a decrease in the ionization potentials is obtained
without any supplementary assumptions. The reliability of the HF'S shock adiabat
in this domain of compressions is confirmed by the good agreement between the
results of computations of the equation of state for a hot rarefied plasma with the
results provided by the ionization equilibrium model with nonideality accounted
for in the Debye-Huckel approximation of the grand canonical ensemble (Saha-
GDH [76], see below).
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Figure 6.14: Isotherms of pressure P and internal energy E for gold as functions

of density p
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To apply the equations of state obtained in the Hartree-Fock-Slater model
in practice, they must be made more accurate for nearly-normal conditions. The
simplest way to achieve this is to rely on semi-empirical equations of state, which
are compatible with experimental data.

Using computational results obtained with the Hartree-Fock-Slater model in
conjunction with semi-empirical models — in particular, the model discussed in
[43], one can construct equations of state that are valid in a wide range of temper-
atures and densities. Such equations of state are indispensable for the numerical
modelling of gas dynamic processes. Figure 6.14 above shows pressure and internal
energy isotherms for gold obtained by means of equations of state constructed in
the manner described above. These results were kindly provided to us by V. V.
Val’ko. The corresponding shock adiabat is shown in Figure 6.15.
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Figure 6.15: Shock adiabat of gold (solid curve — the HFS model combined with
a semi-empirical equation of state; dashed curve — the TFC model [101]). Also
shown are experimental results reported in [96, 244, 9, 8, 5, 131]

6.4.4 Comparison with the Saha model

For an ideal or weakly nonideal plasma the equation of state and other charac-
teristics of matter can be calculated independently within the framework of the
ionization equilibrium model, using experimental values of the energy levels of
ions. The very fact that the ionization equilibrium model uses experimental in-
formation makes it possible to achieve sufficiently reliable results in many cases.
Therefore, it is very interesting to compare the existing theoretical models with
the result of computations according to the Saha model in the range where its
applicability is beyond doubt.
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Table 6.2: Comparison of some characteristics of aluminum for 7' = 24.28 eV,
p=1.49-10"* g/cm?, obtained with the TF, HFS and Saha models

Model Average occupation numbers Number of free ~ Chemical
of bound electron states electrons potential
n=1 n=2 n=3 n=4
TF 2.000 4.870 0.040 0.010 6.048 9.177
HFS 2.000 4.157 0.016 0.005 6.804 9.270
Saha 2.000 4.317 0.015  0.005 6.674 9.276

Table 6.2 compares the average occupation numbers obtained by the TF,
HFS and Saha models for aluminum at temperature T ~ 25 eV and density
p=~15-10"% g/cm?. In the TF and HFS models these numbers were obtained,
for states with principal quantum number n and orbital number ¢, by the formula

2(20+ 1)
an o 1 <€n€ - M)
+ exp 0

where g is the chemical potential and ¢,,0 are the energy eigenvalues calculated by
means of the TF or HFS potential, respectively (the results for the TFC poten-
tial practically coincide with the TF results). In the Saha model the occupation
numbers were obtained by averaging the populations on a level with given val-
ues of n and { over all ion states. The probabilities of possible ion states, which
are necessary in the averaging, were determined from the full system of Saha-
Boltzmann equations (see (6.47)). Note that the average occupation numbers of
electron states constitute one of the most important characteristics of matter;
indeed, they determine the degree of ionization, and hence the equation of state.

As one can see in Table 6.2, the computational results in the HFS model
agree well with those in the Saha model, whereas the TF model yields, for ex-
ample, for the shell with principal quantum number n = 3, an average number
of electrons that is larger by a factor of 2.5. Let us remark that for a sufficiently
high temperature the results provided by the Thomas-Fermi model agree well with
those provided by the Hartree-Fock-Slater model. As the temperature decreases,
in the TF model the inaccuracy in the determination of the occupation numbers
— and consequently of other characteristics of matter — grows rapidly.

To characterize the possible magnitude of the deviations we take as an ex-
ample the results of the calculation of the internal energy of lithium for pressure
P = 0.1 GPa. Figure 6.16 below shows the results of computations according to
the TF, TFC, Saha and HFS models. In the considered range of temperatures and
densities, for T' > 1 eV the results for the Saha model may be practically regarded
as experimental results, because the energy levels of the excited states of lithium
are well known, and under these conditions the plasma may be considered as ideal.
As Figure 6.16 shows, the computational results using the HF'S model agree well
with those using the Saha model. At the same time, one observes a considerable

)
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deviation from the results generated by the TF and TFC models, which in the
considered range give practically identical results. For example, for temperature
T =5 eV the energy according to the HFS model is 2.5 smaller than the energy
according to the TFC model, while for T = 15 eV the opposite holds, namely,
the energy according to the HFS model 1.3 time larger than that according to the
TFC model.
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Figure 6.16: Specific internal energy of lithium at pressure P = 0.1 GPa, according
to different models (solid curve — HF'S, dashed curve — TFC, dashed-dotted curve
—TF, dots — Saha [76])

The differences between the thermodynamic functions for the indicated val-
ues of the temperature and pressure are caused by the major contribution of the
shell effects, which is considerably larger than the quantum and exchange cor-
rections of the TFC model. The results of HFS computations agree with those
of the TFC computations only starting at temperatures 7" > 50 eV, i.e., only
when the lithium becomes fully ionized. The influence of the shell effects on the
plasma thermodynamic functions remains essential for heavier elements as well.
Figure 6.17 below compares the pressures and internal energies of aluminum for
densities p = 0.01 g/cm® and temperatures T = 3.98 + 700 eV obtained with
the HFS and TFC models with the results obtained with the Saha-GDH model
(more precisely, according to the Saha model where the effects of nonideality are
accounted for in the approximation of the grand canonical ensemble and using the
Debye-Huckel potential [76]).

The good agreement between the data provided by the HFS model and the
computational results relying on the Saha model should come as no surprise, since
the highest ionization potentials of ions are quite accurately described by the
HF'S model, and the accuracy of the average-atom approximation increases with
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Figure 6.17: Ratio of the pressure (a) and internal energy (b) in aluminum with
density p=0.01 g/cm?® to the corresponding quantities for the fully ionized ideal
gas, according to different models: solid curve — HF'S, dashed curve — TFC, dots
— Saha; here P, = (Z+1)6/v, E. = 3(Z+1)60

number of different ion states that are actually realized. It is precisely the last two
circumstances that are characteristic for highly ionized rarefied plasma.

An analysis of the results obtained shows that in the region of liquid-metallic,
dense and rarefied plasma with temperature 7" > 5 eV , the HF'S model yields suf-
ficiently reliable results, which is confirmed by a comparison with the experimental
data in the shock compression region, as well as with computations according to
various semi-empirical models and the Saha model. The difference between the
HFS data and the TFC data at low temperatures (T ~ 5+ 10 eV) reach ~ 100%,
while for high temperatures (T ~ 50100 eV) the difference is of ~ 15%. As for the
solid-state characteristics of a substance, especially the thermodynamic descrip-
tion of phase transitions, here it is necessary to more accurately account for the
band structure of the electron energy spectrum and the exchange and correlation
effects than it is currently done in the HF'S model.

6.5 Approximation of thermophysical-data tables

Let us address several questions concerning the utilization of equations of state
and photon free paths in gas-dynamic computations. The requisite thermophysical
data are usually maintained in the form of tables, which can be readily modified
and made more accurate whenever necessary. How detailed are the meshes used
to build the tables depends on how accurately one wishes to render specific fea-
tures of the behavior of physical quantities. Usually the most economical in this
respect are the nonuniform meshes, in particular, for temperature and density.
The tabular data obtained are then used on more detailed meshes, determined by
the numerical methods for solving the problems of radiative gas dynamics. This
makes it necessary to multiply interpolate data given in tabular form.
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The approximation of two-dimensional thermophysical-data tables must sat-
isfy certain smoothness requirements. In particular, the function F(z,y) interpo-
lating the initial data must be continuous together with its first derivatives with
respect to the variables x,y (where, say, © = log,T, y = logyop). Furthermore,
quite often the initial physical quantities satisfy conditions such as sign constancy
or absence of oscillations; they may enjoy properties such as monotonicity or con-
vexity with respect to one of the variables in some ranges of x and y. Interpolation
splines do not, in the general case, preserve such properties, and so in order to
construct approximations that reproduce correctly the geometric properties of the
initial dependencies one is advised to use locally approzimating splines [233, 118].
The application of these splines in gas dynamic codes has also certain advantages
owing to their relative simplicity and the local character of the coefficients of the
spline, which are determined only by the tabular values of the given function that
are the closest to the point under consideration.

6.5.1 Construction of an approximating spline that preserves
geometric properties of the initial function

In [231] the authors used local splines of minimal defect to construct an approx-
imation F(x,y) of a function f(z,y) that is given in tabular manner on a uni-
form mesh in a rectangular domain. The construction of the approximating spline
F(x,y) is rather natural and is transparently carried out by representing the mixed
derivative F, of the sought-for spline as a bilinear form in each cell of the two-
dimensional grid in such a way that the first derivatives in the center of the cell will
coincide with the corresponding difference derivatives. By integrating the mixed
derivative I, it is relatively easy to obtain the partial derivatives F}, I}, and the
approximating spline F'(z,y) in the rectangular domain considered.

The representation of the function F(z,y) through normalized one-variable
B-splines reads

i+p j+q
Flz,y) =Y > 0B (2) B (y). (6.97)
k=i (=j

Here the indices i, j and the orders p, g of the normalized B-splines are determined
by the position of the point (z,y) in the considered rectangular domain where the
table {fr¢} is given (inside the table p = ¢ = 2; near the borders one of the
numbers p or ¢ is equal to 1; near corners p = ¢ = 1). Normalized B-splines are
nonnegative functions with maximum value equal to 1 (see [118]).

The spline Bi(l) (z) is given on a mesh z; and is a piecewise linear continuous

function on the interval (x;, z;42), satisfying Bi(l)(o:) = 0 outside this interval:

a;(x), ife; <z <wig;

BV ()
1—aipi(z), ifzip <o <aigo,
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where &;(z) = (x — x;)/hy, hy is the z-step of the mesh.

The spline Bgz) (x) is given on the mesh = = (z; + x;11)/2, is polynomial of
degree two on each of the subintervals (zy, x5 ), k¥ =14,4+ 1,7+ 2 of the interval
(x}, 27, 3), has there a continuous first derivative and vanishes outside this interval:

yaz(z), if 7 <z <aig;
2 .
BP (@)= b+ ain(@(1—aia(@), if 2, <7< 2k
2 (1= aipa(2))?, if 27, <@ <ajs,

where a;(z) = (v — x})/hy.

The splines Bi(l)(y) and Bl@)(y) are defined in the much the same way. For
a uniform mesh the spline coefficients 77 = fre, where fry = f(xk,y¢) are the
tabular data. The approximating function (6.97) is a biquadratic spline in the
“inner” part of the table, a bilinear function near the “corners” of the table,
and has a mixed order near its borders. The results of the investigation of the
spline F(z,y) demonstrate that it provides a smooth approximation of the ini-
tial tabular-given function f(z,y) and reproduces well its geometric structure,
i.e., it preserves those geometric properties (sign constancy, monotonicity, convex-
ity, existence of a “plateau”, etc.) that the initial functional dependence f(x,y)
possesses, in the entire rectangular domain considered, or in some part of it. More-
over, the approximating spline (6.97) smoothes out singularities of “break” type
(if such singularities are present in the initial functional dependence) on the 1-2
node, without introducing additional structural changes like oscillations, loss of
monotonicity, and so on.

In the case of nonuniform meshes the spline takes on a more complicated
form. Namely, if we denote

ai(z) = (x —zi)/hei, i(z)=(x—2])/h;,

and
hoi=2iv1 — i, hy; = (hei+heiv1)/2,
then
a;i(x), ife; <x<wmiyq,
BM (@) =4 1—aii(z), if 21 <o <,

0, ifx <a; or x>z,
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h;,i 2
gt B A

h* 3 2 :v1+1

h* +h’a:z+1 hz +h$z+lai+1(x)_

2) * *
B () = , ,
i z,0+1 x,i+1 2 . * %
+ ajq(x), ifxj, <z <af,,
h* + hx 41 hx 41 + hz 42
ha i
+2 2 .
b b (1 — aypa(x))”, if oy, <a <l s,
x,i+1 + x,i+2
0, if o <aforaz>ux],

For the coefficients bY7 one takes a linear combination, with the appropriate
weights, of the values that are the closest to the (k, £)-node in the mesh of tabular
data:

big = (L— %) (1= 00) fue + v (L—=30) frtm,e+
(1 =) 0¢ frjptn + Vi 00 fotmpgn- (6.98)

The weights v, d, and the index shifts m, n are given by the formulas

o |hw,k: - hz,k:71| _ |hy, y £— 1|
’Yk - ) 6@ - bl
dmax{hg i; hyk—1} dmax{hy ¢; hye—1}
m = sign(hg r — Py k1), n = sign(hy¢ — hye—1),

where hy x = Trp1 — Tk, hye = Yor1 — Ye-

The coefficients bk(,7 bﬁ}g and b,& required for the regions adjacent to the
boundaries are found from the requirement that F(z,y) be smooth. The repre-
sentation (6.97)—(6.98) on nonuniform meshes is in fact a certain symmetrization
based on a piecewise bilinear interpolation of the data { fx¢} in the two-dimensional
case [232].

The results of the numerical investigation of the spline (6.97)-(6.98) on uni-
form and nonuniform meshes have shown that this approximation:

— ensures that F(z,y) has the requisite smoothness, i.e., it is continuous to-
gether with its first derivatives;

— goes over into a one-dimensional approximation if in the table {f;;} there is
no dependence on one of the variables in some subdomain of the domain D
under consideration;

— guarantees a precise rendering of a plateau if one is present in the initial
functional dependence f(z,y);
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— coincides with the tabular data in the corners of the rectangular domain D;

— makes it possible to reproduce geometric features (sign constancy, mono-
tonicity, convexity) present in the initial functional dependence f(x,y);

— ensures an exact approximation for bilinear functions.

The qualities listed above are in a certain sense achieved at the cost of some
loss of accuracy in the case of smooth functions. At the same time it is obvious
that, as a rule, the error of the applicable models exceed the interpolation error.
One could have reached a higher accuracy by using approximations that are exact
for polynomials of higher degrees, for instance, are exact for quadratic functions.
However, already in the one-dimensional case one can provide examples of func-
tions, meshes and approximations which are exact for quadratic functions, but
which do not reproduce geometric properties of the initial function (for instance,
its sign constancy).

6.5.2 Numerical results

First of all, let us compare approximation (6.97)-(6.98) with the well known meth-
ods of approximation by cubic splines [222] and interpolation in the mean by
second-order splines [233] for functions of one variable f(x) (here in the case
of the spline (6.97) we assume that there is no dependence in y). The computa-
tions of the coefficients of interpolating cubic splines and interpolating-in-the-mean
second-order splines were carried out by solving the corresponding systems of lin-
ear algebraic equations that differ only through their right-hand sides. To close
the system of equations for the interpolating cubic spline, additional boundary
conditions were imposed using the exact values of the second derivative f”(x)
at endpoints of the segment [a,b], i.e., f”(a) and f”(b). For the interpolating-in-
the-mean spline the values f’(a) and f’(b) of the first derivative were given. The
interpolating cubic [resp., the interpolating-in-the mean| spline was constructed
from the values f; = f(x;) of the function f(z) in the nodes of the mesh {z;}
[resp., from the exact values of the integral S; = f:“ f(z)dz]. For the considered
local spline (6.97) only the values f(x;) were used. These approximations were
constructed on different nonuniform meshes, the same for all three splines.

The results of computations for smooth functions demonstrate a satisfactory
accuracy of the approximation for both the function and its derivative. The smooth
test function used was f(z) = sinz. A nonuniform mesh with slowly varying step:
hmax =~ 0.3, hpin = 0.2, with the rates of decrease and increase of the step equal
to 0.9 and 1.1, respectively, was used. In particular, in the uniform metric the
error of the local approximation lies within 0.5% for the function and 1% for the
derivative. As expected, the cubic spline gives the smallest approximation error,
both for the function and its derivative. The error of the interpolating-in-the-mean
spline is one order lower than the error of the local spline (6.97). For the derivative,
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Figure 6.18: Results of the approximation of a “break” (dashed curves): (a) —
interpolating cubic spline, (b) — interpolating-in-the-mean spline, (¢) — local
spline (6.97). The solid broken line represents the initial functional dependence
f(z), while the rhombuses show the tabular data

0.1 1 p, g/cm?

Figure 6.19: Pressure isotherms of iron at temperatures from 1 eV to 10 eV. Solid
curves — approximation, asterisks (through which the dashed curves are drawn)
— tabular data)
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the error of the interpolating-in-the-mean spline and that of the local spline are
practically identical. Thus, in the case of smooth functions on meshes with rela-
tively detailed rendering of the character of the behavior of the initial functional
dependence f(x) the three different types of approximation yield a completely
satisfactory accuracy and are practically indistinguishable on the graphs.

For functions with a “break-type” singularity (an abrupt change in the deriva-
tive, typical for equations of state) the results of the three approximations dis-
cussed above are displayed in Figure 6.18. A piecewise uniform mesh was used,
with step h = 0.2 to the left of the break point and h = 0.1 to its right. As
expected, the local spline (6.97)—(6.98), in contrast to interpolating splines, repro-
duces the behavior of the function f(x) near the break point, preserving the sign
constancy, monotonicity and convexity.

The enumerated advantages of the spline (6.97) are quite important, espe-
cially when the character of the dependence of the tabulated functions employed
may change abruptly. Figure 6.19 shows a part of the pressure isotherms of the
equation of state of iron in the regions of two phase transitions: vapor-liquid and
liquid-solid. Since the initial quantities change by several orders, the interpolation
was carried out in logarithmic variables.

As one can see from Figure 6.19, despite the fact that the mesh selected is
rather crude near the liquid-vapor phase transition, the accuracy provided by the
approximation using the local spline (6.97) is completely satisfactory for practical
problems.
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ANALYTIC METHODS

A.1 Quantum mechanical problems that can be solved
analytically

Many problems of quantum mechanics lead to differential equations of the form

), @), )

U(x)u 02(x)u =0, a<z<b, (A1)

where o(z), o(x) are polynomials of degree at most 2 and 7(z) is a polynomial of
degree at most 1. Equation (A.1) can be obtained from an equation that is well
known in the analytic theory of differential equations and the theory of special
functions, namely, the Riemann equation with three singular points, via a change
of variables that sends one of the singular points to infinity [128]. Equations of the
form (A.1) allow one to describe the harmonic oscillator, the motion of a particle
in a central field, the hydrogen atom, or a hydrogen-like ion in the relativistic and
nonrelativistic settings, as well as many other problems of atomic, molecular and
nuclear physics. Thus, for instance, the Schrédinger equation for the harmonic
oscillator,

1, x2
—21/1 +2 1 = e, —0 <z < 00, (A.2)

is a particular case of equation (A.1) with o(x) = 1, 7(z) =0, 7(z) = 2 — 2%

When the Schrédinger equation for a central potential is solved by the method
of separation of variables one obtains the following equation for the angular part
of the wave function:

m2
(1 — 2" — 2zu + (u - x2> u=0 (A.3)
where
r=cost?¥, m=0,£1,+2..., u = const.
In this case o(z) = 1 — 22, 7(x) = -2z, 7(x) = pu(l — 2%) — m?2.

To equation (A.1) one can reduce also many other model problems connected,
in particular, with the study of scattering and interaction of neutrons with heavy
nuclei, or the analysis of the rotation-vibration spectra of molecules, and so on
(for example, the solutions of the Schrodinger equation with the Morse, Kratzer,
Woods-Saxon, Poschl-Teller potentials [63]). All these problems can be solved
from a unified standpoint on the basis of a simple method [154].

A.1.1 Equations of hypergeometric type

Equation (A.1) can be simplified using the change of variable u = ¢(x)y with a
special choice of the function (). Substituting v = ¢(x)y in (A.1), we obtain
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=~ / o =~ / 1
y"+(7+2<'0>y’+(02+7—(p+¢>y0. (A.4)
o ® o o ®
To ensure that equation (A.4) will be not more complicated than equation
(A.1), it is natural to require from the very beginning that the coefficient of y’
have the form 7(x)/o(x), where 7(x) is a polynomial of degree at most 1. This
yields the following equation for the function ¢(x):

¢ m(z)
o " o) (A.5)
where 1
m(z) =, [7(z) = 7(2)] (A.6)

is a polynomial of degree at most 1. Then equation (A.4) takes on the form

m(z) , ;((xx))y —o, (A7)

where
o(x) =&(x) + 7*(x) + 7(2)[7(x) — o' ()] + 7' (2)o (2).
Since 7(z) and o(z) are polynomials of degree at most one and two, respec-

tively, equation (A.7) has the same form as (A.1). To simplify further, let us pick
the polynomial 7(x) so that

o(z) = Ao(z), (A.8)

where A is some constant. In this way we arrive at the equation of hypergeometric

type
o(x)y" +1(x)y" + Ay =0, (A.9)

particular solutions of which can be found in explicit form [154]. The name of
the equation comes from the fact that among these particular solutions one finds
the Gauss hypergeometric functions and the confluent hypergeometric functions.
Condition (A.8) gives an equation for the polynomial 7 = 7(x):

4+ (F -0 )+ —ko =0,

where

k=X—n'. (A.10)
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If we assume that the constant k is known, then solving the quadratic equa-
tion yields

n(z) = UI;;j:\/(UI;?)Q—&—Hm. (A.11)

In order to be able to extract the root and make 7(x) a polynomial of degree
at most 1, the discriminant of the polynomial of second degree under the radical
sign in (A.11) must be equal to zero. This condition yields an equation for the
constant k that typically is quadratic”). Once k is determined, we find m(x) us-
ing formula (A.11), and then 7(z) and A using formulas (A.6) and (A.10). Then
from equation (A.5) we find the function ¢(x), which determines the asymptotic
behavior of the solutions of equation (A.1). Obviously, the reduction of equation
(A.1) to equation (A.9) can be achieved in several ways, in accordance with the
choice of different values of k and the choice of different signs in formula (A.11)
for 7(z). By imposing additional requirements, in particular, that the solution be
square integrable, the choice of the function ¢(x) becomes unique (see below).

Let us find the polynomial solutions of equation (A.9) in explicit form. To
this end, we will first show that the derivative vi(x) = y'(x) satisfies an equation
of the same type. Indeed, differentiating (A.9) we have

o(z)v] + 11 (z)v] + prvr =0, (A.12)

where 7y (z) = 7(z) + 0/(z) is a polynomial of degree at most 1 and p; = A+7'(x)
is a constant.

Similarly, differentiating (A.9) n times, we easily obtain for the function
v (z) = y™ (z) the equation of hypergeometric type

a(z)v) + T (2)v), + pnvn =0, (A.13)

where
Tn(z) = 7(2) + no'(2),

-1
=1

This property enables us to construct a family of particular solutions of
equation (A.9), corresponding to certain values of A. Indeed, for u, = 0 equation
(A.13) has the obvious particular solution v, (x) = const. Since v, (z) = y™ (),
this means that for

un:/\—i—m"—i—n

n(n - 1) "

A=\, =-n7’ —
2

(A.14)

*)Except for the one case when for o(z) = const the polynomial under the radical sign in
(A.11) is of degree 1. In this case the solutions of equation (A.1) can be expressed in terms of
Bessel functions [154].
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there exists a particular solution y = y, () of the equation of hypergeometric type
which is a polynomial of degree n.

To write y,(z) explicitly, let us multiply equations (A.9) and (A.13) by func-
tions p(z) and p,(x) such that the resulting equations can be written in self-adjoint
form

(opy’) + Apy =0, (A.15)
(0pnl) + pnpnvn = 0. (A.16)
The functions p(x) and p,(z) satisfy the differential equations

(0p) = 1p, (A.17)

(O'pn)/ = TnPn- (Alg)

Using the explicit expression for 7,(z), we readily establish a connection
between p,(x) and po(z) = p(z). Namely,

P Thn—0 T-—0

= = + n 5
Pn o o
whence , , ,
Pn _ P i
Pn p g
and consequently
pu(@) = " (@)p(a). (A.19)

Since (2)pn(x) = pnyi(z) and v,(z) = y™(z), equation (A.16) may be
recast as the recursion relation

1

PnUn = — (p7z+1vn+1)/-
fin
This yields successively
1 I ( 1 ) ( 1 ) I 1 (n)
PY = povo = — V1) = | — - p2v2) = ... = PnUn )",
o) = (=) (=) () A (oava)

where

n—1
Ap=(D)" [T e Ao =1.
k=0

Thus, for the solutions of equation (A.9) in the form of a polynomial of
degree n, i.e., for y = y,(x) corresponding to A = \,, with the property that
v, = y"(x) = const, we obtain the following formula (known as the Rodrigues
formula [154)):

B, d”

o) dzn 7 P (A.20)

yn(l‘) =
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where B,, is a normalization constant, n =0,1,2,....

The polynomial solutions (A.20) of equation (A.9) that have the orthogo-
nality property are called classical orthogonal polynomials. Such polynomials are
widely used in quantum mechanics. By inverting formula (A.20) for arbitrary
values of A one can obtain a unified integral representation for the solutions of
equation (A.1) and their derivatives, in particular, for the Bessel functions and
the Gauss hypergeometric functions [154].

A.1.2 Bound state wave functions and classical orthogonal
polynomials

Consider a particle moving in some time-independent force field. If the external
forces confine the particle to a bounded domain of space, so that it cannot escape
to infinity, then one speaks about bound states of the particle. To find the wave
functions 9 (7) that describe such states and the corresponding energy levels E,
one solves the stationary Schrédinger equation

h2

- A UfF)y=F A.21
o A+ U () = B, (a21)
where £ is the Planck constant, m the mass of the particle, and U () the potential

energy. The wave function ¥ (#) must satisfy the normalization condition

/|w(F)|2dF: 1. (A.22)

For many problems of quantum mechanics that can be solved by the method
of separation of variables the Schrodinger equation (A.21) can be reduced to the
form of a generalized equation of hypergeometric type (A.1). The energy E appears
in the coeflicients of equation (A.l) as a parameter. Here one can assume that
o(x) > 0 for z € (a,b), and that in the endpoints of the interval (a,b), if they
are not infinity, the polynomial o(z) is equal to zero. Among the possible ways of
reducing equation (A.1) to the form (A.9) there is one for which the condition

b

Ik ly(z)|” p(z)dx < oo (the weight function p(x) > 0), and hence the normalization
a

condition for the wave function, is satisfied. One has the following

THEOREM. Let y = y(z) be a solution of the equation of hypergeometric type
(A.9). Assume that the function p(x) satisfies the equation [o(x)p(x)] = 7(z)p(x),
is bounded and has non-negative values on an interval (a,b), and in the endpoints
of the interval satisfies the conditions

cr(x)p(a:)o:k| 0, k=0,1,....

z=a,b

Then equation (A.9) has nontrivial solutions y(x) with the property that y(z) is
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bounded and the function y(ac)\/p(ac) is square integrable on (a,b) only for

—1
A=\, = —n1’ — n(n2 )0", n=0,1,....
These solutions have the form
B, d"

y(z, An) = yn(x) = [c"(x)p(x)] (with B, a constant),

p(x) dam
i.e., they are classical orthogonal polynomials of degree m, which are orthogonal
with weight p(x) on the interval (a,b).

To satisfy the conditions imposed on the function p(z) for the classical or-
thogonal polynomials, the polynomial 7(z) must have a negative derivative and a
zero in the interval (a,b) if o(x) > 0 for © € (a,b). Indeed, from the Rodrigues for-
mula (A.20) for the polynomials y,(z) it follows that y; () = By7(x), and hence
that 7(x), like any orthogonal polynomial, has a zero in the orthogonality interval
(a,b). Multiplying equation (A.15) by y(z) and integrating the left-hand side by
parts, we obtain the following relation for the function y; (z):

b b

/ o (2)p(@) W} ()] d = Ay / ple)y? (z) de.

a a

Since, by (A.14), for n = 1 we have A\ = —7/, it is clear that 7/ < 0 if o(z) > 0
for x € (a,b). It follows that for the wave function ("), which satisfies the
Schrédinger equation (A.21) and the normalization condition (A.22), the bound-
edness requirements are met [154].

Let us apply the methods described above to the solution of a number of
typical problems of quantum mechanics.

EXAMPLE 1. To determine the spectrum of the harmonic oscillator, we have to
find, for the Schrodinger equation (A.2), the values of the energy & for which the
wave function ¢ (z) satisfies the normalization condition (A.22).

In the present case o(x) = 1, 7(z) = 0, 5(z) = 2¢ — 2%. Using (A.11), we
obtain the following expression for the polynomial 7(z):

m(x) = Va2 — 2 + k.

The constant k is found from the condition that the expression under the radical
sign has a double root, i.e., k = 2¢. From the two possible forms n(z) = +=,
we need to choose the one for which the function 7(z) = 7(z) + 27(x) has a

negative derivative. Therefore, 7(x) = —2z, which correspond to (see formulas
(A.5)—(A.11))

m(z) = —x, ¢(x) =exp(—2?/2), p(x)=exp(—2?), A=2c—1.
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The energy eigenvalues are found from equation (A.14):

n(n - 1) O'//

A+nt’ + =0,
2
which yields
1
6:5n:n+2, n=0,1,.... (A.23)
The eigenfunctions y, (z) are given by (A.20):
yn(z) = Brexp(s?) © fexp(—a?)]. (A.24)

dz™

If B, = (—1)", then the functions y,(z) coincide with the Hermite polynomials
H, (z). Hence, the wave function (z) are given by

_ 1
B V2!

In the present case the requirement of square integrability for the wave func-
tion 1)(z) is the same as for the function y,,(v)/p(z).

Yn(z) = Cy exp(—xz/Z)Hn(x), C, (A.25)

A.1.3 Solution of the Schrodinger equation in a central field

A fundamental problem in quantum mechanics of atoms is that of the motion of
an electron in a central field of attraction. This is connected with the fact that
the description of the motion of electrons in an atom which uses the central-
field approximation is the basis of computations of various properties of atomic
structures [29, 83, 49]. Such a description allows one to understand in a satisfactory
manner specific aspects of the behavior of atoms and find their energy states,
without solving the very difficult quantum-mechanical many-body problem.

In order to find the wave function 1 (7) of a particle moving in a central field
with potential energy U(r) we need to solve the Schrédinger equation (A.21)

Ay + 27;‘ [E— Uy = 0. (A.26)

We will seek particular solutions of (A.26) by separating variables in spherical
coordinates, setting

P(r) = F(r)W(d, ¢).
For the functions F(r) and W (¥, ¢) we obtain the equations
1 9 0 1 02
in 1 = A2
[sim? 9 (Sm &9) T g2y 8(,02] W =0 (4.27)

and

R O LTS
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where p is a constant.

As we can convince ourselves by separating the variables ¥, ¢ and using the
Theorem in A.1.2, equation (A.27) has solutions that satisfy the boundedness and
single-valuedness conditions for 0 < ¢ < m, u = £(£ + 1). Moreover, in this case
W09, ¢) = (=1)"Yn (¥, ¢), where Yy, (9, @) are spherical harmonics of order ¢,
with £ =0,1,... and m =0,41,...,+¢:

Yo (9, 0) = Opm ()P (p) (z = cos?),

D, (¢) = em?  (m=0,%1,...,£0),

Ot (x) = Cum (1 — 2™ 2P () =

(=)™ (2041 (£ +m)! o\ —m/2 dt—m ot
_ _ S 0.
2¢/! 2 (0— m)!(l z7) T e (L= 2%) (m 2 0)

Here Péﬁ;lm)(x) are the Jacobi polynomials P{""” )(913)7 which for m = 0 co-

incide with the Legendre polynomials P(x), and for m > 0 coincide with the
associated Legendre functions of the first kind. For m < 0 we have, by defini-
tion, Oy _p(z) = (—1)™Opy(x). The normalization constant Cy,, for spherical
harmonics is chosen in the simplest way, as done, for example, in the well-known
monograph of Bethe and Salpeter [28]:

1 20+ 1
_ _ | |
Com = 9 E!\/ 9 (E m).(€+m). .

By introducing the factor (—1)™ in the angular part W (¥, ¢) of the wave function,
as is done in most quantum mechanics books, many relations for the angular
momentum operator can be written in a simpler form. Thus, for example, for the
operators L, + iL, we have (see § A.2 below):

(Zm + izy)d’ém = \/(E + m) (E +m+ 1) qué,m:tl-

We should mention also that in a number of quantum mechanics books, in
order to simplify notation the solution of the Schrédinger equation in a central
field is written from the very beginning in the form (%) = r = R (r)Yem (9, ),
with the understanding that Yy, (¥, ¢) already contains the factor (—1)™. How-
ever, when considering the Dirac equation it is anyway necessary to introduce
supplementary phase factors in the angular parts of each of the four components
of the relativistic wave function (see § A.2). Therefore, it is logically justified to
keep for Yp,,, (¢, ¢) the classical notation adopted in mathematical physics.

Next, let us examine the radial part of the wave function. The substitution
R(r) = rF(r) reduces (A.28) to the equation
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2m 0e+1)

(E—U(r)) — R=0. (A.29)

r2

For bound states the wave function must satisfy the normalization condition
f | (7)|>r2dr dQ = 1. Since

/ Yim (197 @)}/;m’ (19’ Qp)dQ = 6@6’ 6mm’a

the normalization condition for the function R(r) becomes

o0

/RQ(’I‘)dT =1 (A.30)
0
Here it is assumed that the function F(r) = R(r)/r is bounded for r — 0.

A.1.4 Radial part of the wave function in a Coulomb field

The only atom for which the Schrédinger equation can be solved exactly is the
simplest possible — the hydrogen atom. This, however, does not diminish, but
rather increases the value of the exact solution of the problem for the hydrogen
atom, since analytic, closed-form solutions can be used as a point of departure in
approximate calculations for more complex quantum-mechanical systems.

For the quantum-mechanical description of the hydrogen atom we need to
consider the relative motion of an electron (of mass m and charge —e) and a nucleus
(of mass M and charge e). We will solve a more general problem, assuming that
the charge of the nucleus is Ze.

The problem we are dealing with, namely, the motion of an electron and a
nucleus, can be readily reduced to the problem of a single body, a particle with

the reduced mass
mM

m+ M’
moving in the Coulomb field U(r) = —Ze?/r, i.e., to the solution of the equation

M:

2 Ze?
Aw+h’; <E+ :)wzo.

Since m/M =~ 1/(1836 A) < 1 (where A denotes the atomic weight), we will
assume from now on that = m.

After passing to spherical coordinates, the radial function R(r) will obviously
satisfy equation (A.29). In that equation it is convenient to pass to dimensionless
variables, using the atomic system of units, in which for the units of charge, length
and energy one takes the charge e of the electron and the quantities

h? e?

=0.529-10%cm, Fy= =27.2¢eV.

apg = 2
pe ap
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Then equation (A.29) becomes
Z 0+1
R”+[2<E+ > ( t )}RO. (A.31)
T r
The requirement that the wave function ¥(7) be bounded and square inte-
grable can be reduced to the requirement that the function R(r)/r be bounded
for r — 0 and that the normalization condition (A.30) be satisfied.

Equation (A.31) is a particular case of the generalized equation of hyperge-
ometric type (A.1), in which we now have

o(ry=r, T(r)=0, &(r)=2Er>+2Zr —0({+1).

Let us reduce (A.31) to an equation of hypergeometric type (A.9). In our
case the polynomial 7(r) is given by (see (A.5)-(A.11)):

7r(r):;i\/i—2Er2—2ZT+€(£+1)+kr.

The constant k is chosen from the condition that the expression under the radical
sign have multiple roots. This yields the following possible values for k:

k=274 (20 +1)vV—2E

(from the form of the potential it follows that bound states are possible only for
E < 0). Among all admissible forms of the polynomial 7(r) we choose one for
which the function 7(r) has a zero in the interval (0, 00) and a negative derivative.
These conditions are satisfied by 7(r) = 2(¢ + 1 — v/—2Er), which yields

k=27 — (20 +1)V-2E, 7(r)=(+1—-+—-2Er
o(r) =r"lexp(—vV—=2E7), p(r) =r**lexp(—2v—-2E7),
A=2 [Z —(20+1)V—2E].

The energy eigenvalues E are determined from the condition (A.14), i.e.,

-1
(n )0”:0 (n=0,1,...),

n
A /
+nT + 9

where n is the degree of the polynomial y(r) and, accordingly, the number of zeroes
of the radial wave function. Using the expressions for A, 7(r) and o(r) obtained
above, we get

ZQ
:_2(n+€+1)2'

The value of F is completely determined by the number n+ £+ 1, which is known
as the principal quantum number.

(A.32)
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The number of zeroes of the radial function R(r) is usually denoted by n,.,
while the principal quantum number is denoted by n (n = n, +£¢+1). To use these
notations, we need to replace n by n,, = n—¢—1 in the preceding formulas. Then,
by (A.20), the functions y(r) = yne(r) (where now n is the principal quantum
number) take on the form

B a1 T 27
Yne (1) = 27 ) e |7 e (=T
T

r26+1 exp (—
n

and up to a factor they coincide with the Laguerre polynomials Lffjel_ 1(z), where

x = 2Zr/n. For the radial function R(r) = R,¢(r) we obtain the expression
Rue(r) = Crpe™ 221 L2HL (). (A.33)
It is readily verified that the functions R,,(r) satisfy the original requirement that
?wa(r)dr < o00. The constant Cy, is found from the normalization condition
E)A.zz):
o0
024/67:”172@+2 [Lff_'?l_l(z)f dr =1. (A.34)
0

The integral in (A.34) can be calculated by means of the recursion relation for
Laguerre polynomials,

xLy(x) ==+ 1)Ly () + 2n+a+ 1)Ly (x) — (n+a)Ly_ ().

Using the orthogonality relation for the Laguerre polynomials, this yields

oo oo
/ T2 2] (2)] do = 2n / eI (o) Pde = 2nd2,,
0 0

where d2, denotes the square of the norm of the polynomial Lff_?_l (z). Therefore,

| Zn—t-1)!
Cne—\/ n2(n+40) (A.35)

The simplest radial function corresponds to the case n,. =0, i.e., { =n — 1:

1 z
Rn _ —xz/2 f-‘rl.
e(r) e+1\/(2£+1)!e v

The most complicated form of the radial function occurs for ¢ = 0, when
the function has the maximum possible number of zeroes for the given principal
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Figure A.1: Distribution of the electron charge in the hydrogen atom for the K,
L, M, and N shells for £ = 0, as function of the variable x = /r. The position
of the main maximum corresponds to the average distance between electron and
nucleus

quantum number n. However, in this case the dependence of the wave function on
the angles 9, ¢ is the simplest, namely, for £ = 0 the wave function is spherically-
symmetric, since Ypo(vJ,¢) = 1/v/4m. Figure A.1 shows the distribution of the
electron charge R?2,(r) for some states of the hydrogen atom with ¢ = 0, for shells
with principal quantum numbers n = 1,2, 3,4, i.e., for the K, L, M, N shells.

EXAMPLE 2. Once the radial function R,.(r) is known, we can calculate
various characteristics of a hydrogen-like atom, in particular, the average distance
between nucleus and electron in the states with quantum numbers n, £:

[e'e) n 9 o0 . )
rus) = [ PR =2, () ettt o122 )]
0 0

To calculate the integral it is sufficient to use the recursion relation for the Laguerre
polynomials and their orthogonality:

1
2Z

Knowledge of wave functions allows us to obtain a visual representation of
the hydrogen atom with the electron in different excited states. Figure A.2 shows
the distribution of the radial electron density R2,(r)|Yem (9, ¢)|* for the states of

(re) = . [3n% = L(£+1)]. (A.36)
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the hydrogen atom with n =7, m =0 for £ = 0,1,...,6. Each picture displays the
values of the function R? ,(r)P?(cos1) in a plane passing through the nucleus. The
curves where the charge density vanishes are concentric circles with the nucleus
as center and lines passing through the nucleus. In three-dimensional space these
curves would be spheres and cones, respectively.

The fact that the successive maxima of the radial electron density monotoni-
cally increase or decrease along lines passing through the nucleus in the 9¥-direction
and on circles of a given radius r can be explained by investigating the behavior
of the functions R2,(r) and P?(cos?). To do this, let us consider the differential
equation

[k(2)y] + a(z)y = 0,

which has the particular solutions Ry,e(r) = Cpee™®/2z! 1 L20! (2) (x = 2r/n)
and Py(z) (x = cos®) for special choices of k(z) and ¢(x). To examine the qual-
itative behavior of a solution y(x) on an interval where k(x) > 0, ¢(z) > 0, it is
convenient to introduce the function

v(z) = y*(x) + a(@)[k(@)y' ()],

where the factor a(x) will be chosen in a special way. We have
V() = d'(2)[k(2)y'] + 2yy [1 - al2)k(z)q(x)].

Choosing a(z) so that the condition 1 — a(x)k(z)q(x) = 0 is satisfied, we obtain

This shows that the intervals of monotone increase or decrease of the function
v(z) will coincide with the analogous intervals for the function 1/(k(x)q(z)). Note
that the values of the functions v(x) and y?(z) coincide in the points of maximum
of y(x) as well as in the points where k(z) = 0. This allows us to find the intervals
in which the successive maxima of the functions P?(z) and R?,(r) increase or
decrease. For example, in the case of the Legendre polynomials Pp(z),

2

k(x) =1—2% q(x)=£0(+1), V(z)= (ot 1)

ly' ()]
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Figure A.2: Space distribution of the electron charge in the hydrogen atom for
the states n =7, £ =0,1,...,n — 1 for m = 0. The plots show the graphs of the
function z = f(z,y), where x = rcos¥, y = rsind, f(z,y) = R2,(r)P?(cosv)
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Therefore, if 0 < ¥ < 7/2 the magnitudes of the successive maxima of the
function PZ(cos¥) decrease when ¥ increases, whereas for 7/2 < ¥ < w they
decrease. The behavior of the functions R?,(r) is analyzed in the same manner,
and one concludes that for r > £(£+ 1)/Z the successive maxima increase (see
figures A.1 and A.2).

EXAMPLE 3. Let us find the electrostatic potential generated by a hydrogen-
like atom.

Suppose an electron moving in the Coulomb field of a nucleus with charge Z
is in the steady state with wave function ¢, (7). If we consider that the nucleus
does not move and is located in the point » = 0, then the potential of the nucleus is
Z/r. Hence, for the average potential V' (r) produced in the point r by the electron
and the nucleus we obtain
zZ o |’(/}nfm(7?/)|2

r |7 — 7]

V(T) — (T/)2 dT’dQ/.

To calculate the integral we use the generating function for the Legendre polyno-
mials and the addition theorem for spherical harmonics:

o0

= E s+1 COSW E s+1

90> 0

S

23+ 1 > Vi (0, @) e (19,90)] ,

m/=—s

where w is the angle between the vector ¥ and 7/, r« = min(r,7’), r~ = max(r, r’).
Since

L .
quném(rl) = T,Rné('r/)(fl) }/Zm('&/a@/)v
we have

|¢nfm(7?/)|2 / = < / /
g (r')? dr'dsY = Z2+12Y8m19<p SHR o(r') dr'x

|7 — 7

[ Y000 (0 Y (0 2 (3T
If we use the explicit form of the spherical harmonics:

Yo (9, @) = POy, (cos V),

1
\/ 2
then after integration with respect to ¢’ in the sum over m’ only the term with
m’ = 0 remains, and so

o0
oo

A 4m T N g
=, Zzsﬂ S“W)/ s Rner)dr'x
0

S=

/ Vi (0, VYo (9, )Y (0 ) ISV
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The integration with respect to r’ gives

o0 T

s 1 OOR2
/ :il R%,(r")dr' = o1 /(r’)sRiz(r')dr’—i—rs/ gﬂ) dr’.
J s r (r')

0 T

The integral of a product of three spherical harmonics reduces to the integral of a
product of three functions G, (cosv):

/ Vi (0, &)Y (0 Yo (0 ) dSY = / 02, (1)0.0(x) de.

The last integral is different from zero only for s = 0,2,...,2¢, i.e., the sum
over s in (A.37) contains only a finite number of terms. This follows from the
connection between the functions ©y,,(z) and orthogonal polynomials:

O () = Copm(1 — %)™ 2P™™ (1),

Here P{*” (x) are the Jacobi polynomials, which for &« = 8 = 0 coincide with the
Legendre polynomials P, (x), and Cy,, are constants. Consequently,

O (1)0.0(x) = G, (1 — 22y [P ()] (o).

It is known that an orthogonal polynomial (in particular, a Legendre polynomial)
is orthogonal to any polynomial of smaller degree. This means that for s > 2/
the integral in question is equal to zero. Further, for s odd the function under the
integral sign is odd because

Therefore, the integral is zero also for s odd.
In the case when the electron is in the background state (n = 1, £ = 0), all
the integrals are readily calculated. We obtain

Z -1 1
Vir)= . + (Z + r) exp(—22r). (A.38)
For small r, V(r) & Z/r, as expected, while for r — oo, V(r) = (Z —1)/r
(the potential of the nucleus screened by the electron).
Let us remark that the integral of a product of three spherical harmonics
Yo, m, (9, <,0)Y42m2 (9, ©)Yem (U, p) can be expressed through the Clebsch-Gordan co-

efficients Cémz1€2m2 (€ymy1lamsa|fm), or the more symmetrized 3jm-symbols

L SR (—)pterm
( my Mmz —m > o \/2€_’_ 1 C€1m1£2m27 (A39)
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for which tables and formulas of various kind are available [220]. The Clebsch-
Gordan coefficients and the related Racah coefficients are remarkably simply con-
nected with the classical orthogonal polynomials of a discrete variable on a linear
or quadratic mesh [146]. This connection allows one, using the basic properties of
orthogonal polynomials, to study the properties of the vector-coupling coefficients
and derive needed formulas.

A.2 Solution of the Dirac equation for the Coulomb
potential

For high-Z atoms the electron energies become comparable with the rest energy
mc?. In such situations, to calculate energy levels and wave functions one needs
to use the Dirac equation. For an electron in a central field with potential energy
U(r) the Dirac equation reads [28, 52]

AV = [0(35) FmB+ U(r)} U= BV,

where ¥ is the 4-component wave function

$1 o hoo
\I/: 2 D) = OLD; A_

v | @=Yan (=],

Uy o

(0 o\ 4 (I O (10 (00
w=(o %) =00 %) =G 1) =0

Usually for o one takes the Pauli matrices

0 1 0 —i 10
i) () e h)

Let us write the Dirac equations for each of the components of the wave function:

i oy (9 O\,
—hC(E—U(T)—EQ)\Ifl—‘r oz —‘r(ax—lay)\lb;—o,

i ov, (0 0 B
— ) (E=U@) —Eo)¥ -, +( +i y)\lfgo,

0
; ov 0 0
—Z(E—U(T)+E0)‘I/3+ 1+( —iay)‘%:U,

he 0z ox
i oUy, (0 9\,
—hC(E—U(’")-i-Eo)‘IM— 95 +(8z+lay>\1’1—

(Eq = mc? is the rest energy of the electron).
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It is convenient to use the relativistic system of units, in which the electron mass
m, the Planck constant i and the speed of light ¢ are all equal to 1. Then the

Dirac equations for an electron in the Coulomb field U(r) = —Ze? /r become

. 1% 6\1/3 0 . 0 .

_Z(E—i—r —1)x1/1+ o +<ax_’ay W, =0,
. 1z A 0 .0

(B " 1) w, - Uy =
Z( +r ) T 0z +<8a:+18y 3=0,

(A.40)

. 1% 6\1/1 0 R 0 .

—z(E—i—r—Fl)\Ilg,—i— 8Z+<3x_l8y Uy =0,

. 7 _ oV, 0 .0 B
Z(E"‘T'F].)\I/;l 8z+<8x+18y \1/1—0

Here pu=aZ, a=e?/(he) is the fine structure constant, 1/a = 137.036, and the
energy E includes the rest energy mc? (0 < E < 1).

A.2.1 The system of equations for the radial parts of the wave
functions

In spherical coordinates (r, 9, ) the variables in the system of equations (A.40)
can be separated if we use the fact that in a central field the angular momentum
of a particle is conserved. Then one can construct eigenfunctions corresponding
to specified eigenvalues of the operators H, J? and J. (here J? is the square of
the angular momentum operator and jz is the operator of the projection of the
angular momentum on the z-axis).

Since the spin interacts with the current generated by the orbital motion of
the electron, in the general case the electron cannot have a determined value of the
spin or orbital momentum. However, its wave function with the requisite symmetry
properties can be constructed from a mixture of states with orbital momentum
{=j—1/2and £ = j+ 1/2, adding to them the spin in the appropriate manner.

Accordingly, the wave function of a state in which the total momentum of
the particle is equal to j and its projection on the z-axis is equal to m can be
written in terms of the Clebsch-Gordan coefficients as a sum of products of the
space and spin parts of the wave function:

() = 3 Gl I Wi b, () (M)

me,Ms

\D: m _ !
(3) = 3 Gl i O s (Wi (09D, ). (412

My, Mg
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Here the spin wave functions xsm, (o) are the basic two-component spinors, cor-
responding to s = 1/2, ms = +1/2 (o is the spin variable):

1 0
X1/2,1/2 = (0> )y X1/2,—1/2 = <1> )

Wem, (9, ¢) = it(—1)™ Yom, (9, ) are the angular parts of the wave functions;

Faej(r) and (—1)C=¢+1/2g5,5(r) are the radial parts of the wave functions (the
index N is connected with the number of zeroes of the function fn;(r)); and,
finally, CJ™ = ((mg 3 my|jm) are the Clebsch-Gordan coefficients (m =

lm[;ms
my + mg, see Table A.1). The angular parts of the wave functions satisfy the
relation

(Lo £ iLy)Wem, (9,0) = [(£ F me) (L £ me + )] W, 11(0, ).

In order to satisfy the last relation, we introduce the factor (—1)™¢ in the
angular component of the wave function Wim, (9, ¢), assuming that the spherical
harmonics Yz, (7, ) are normalized in the simplest way [28, 154]. The factor it is
introduced to ensure that the functions f(r)= fn¢;(r) and g(r) =gne ;(r) will sat-
isfy differential equations with real coefficients. As we will see below, introducing
in (A.42) the factor (—1)(¢=¢+1/2 in the radial part of the wave function allows
one to derive a system of equations for the radial parts of the wave functions f(r)
and ¢(r) in a form that works for £ = j — 1/2 as well as for £ = j +1/2.

Table A.1: Values of the Clebsch-Gordan coefficients CZ:; L

2Ms

£+1 j+'m jf.m
2 27 27

)1 j—m+1 j+m+1
2 2j 42 2j 42

Note that for given values of j,m and ¢ in equation (A.42) we must put
¢/ = 2j—/. This is connected with the fact that after we substitute the expressions
(A.41) for ¥; and P5 in the last two of the Dirac equations (A.40) we obtain for
U3 and ¥y the representation (A.42) for ¢/ = 2j — £ (see formulas (A.45) and
(A.46) below). For this reason the radial part of the wave function gy ;(r) will
henceforth be denoted by gne;(7).
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Recall that in equations (A.41) and (A.42) j is the quantum number char-
acterizing the total angular momentum of the electron (j = 1/2,3/2,...). The
quantum number m takes half-integer values ranging from —j to j. Clearly, for
{=7F1/2 wehave ¢/ = j £ 1/2.

Upon substituting in (A.41) and (A.42) the expressions for the spin and
angular parts of the wave functions Xsm, (), Wem, (9, ©), Wi, (9, ¢), as well as
the values of the Clebsch-Gordan coefficients, we obtain for £ = j—1/2 the formula

m
—\/j o Inei (1) Yo m—1/2(9, @)
j—m
$1 \/ 9 Inei (1) Y mag1/2(9, @)
2| = ()2t (A.43)
U3 j—m+1
U, 9+ 9 igNe; (1) Yo m—1/2(9, 9)
j+m+1
\/ % + 2 igne; (1) Yep1,m1/2(0, 0)
Similarly, setting £ = j 4+ 1/2 in (A.41) and (A.42), we get
Jj—m+1
\/ 9 +9 Inei (1) Yem—1/2(9, @)
Jj+m+1
31 \/ 9+ 2 Inei (1) Yeme1/2(9, )
2| = (1)t (A.44)
bE j+m .
0, 9 igne; (1) Yo—1,m—1/2(9, )
J—m .
—\/ . lgN@j(T) Yé—l,m+1/2(19780)

vy

Now let us substitute the expressions (A.43) and (A.44) in the system of
equations (A.40) and use the following formulas, which are given in [28]:

2 1) Ym0, )] =

¢w+m+nw—m+n

(20 +3)(20+1) dr T

U A

I | AT I
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(aiiigiJ [F(r)Yom (9, )] =

L (Em42)(tEm +1)
(204 3)(20+1)

wum)(mm—l)
(20 +1)(20—1)

Yiri,m+1(0,9) [j{ éfir)]

df

Virmsr09) |

+ 0+ 1)%”} . (A.46)

This yields the following system of equations for f(r) = fwn¢(r) and g(r) =
g (1):

1+k
P e s
(A.47)
1—
g+ “g+(E-1+") =0,
r T
where 1 = aZ and the constant x depends on £:

) —(+1) for L=j5-1/2,
= ¢ for £=j+1/2.

Clearly, |k| = j+1/2. Let us mention here that in the nonrelativistic approximation
[£(r)] > |g(r)| (this will be shown later, in Subsection A.2.5).

The functions f(r) and g(r) for bound states must satisfy the normalization
condition

oo

/r2 [f2(r) + g*(r)] dr =1, (A.48)
0

which in turn follows from the normalization condition for the 4-component wave
function W.

A.2.2 Reduction of the system of equations for the radial functions
to an equation of hypergeometric type

Let us write the system of equations (A.47) in matrix form, setting
e ™ f(r) )
U2 g(r)

u = Au, (A.49)

Then
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where
—14;” 1+E+"
a=(m )=
I_p_H 1=k
T r

To find the function u; (r), let us eliminate the function uz(r) from the system
(A.49). We obtain for u;(r) the second-order differential equation

!
aia

ai2

a
12 au) Uy = 0. (A50)
a12

1 i I
uy — <a11 + az2 + > uy + <a11a22 — 12021 — A11 —

Similarly, eliminating u1(r), we obtain the following equation for us(r):

!/ !/

a a

" 21 2
u2 — <a11 —+ a9 —+

1a22) U = 0. (A51)
a21 1

! !
> Uy + (anazz — Q12021 — Gy + a
2

The coefficients of the matrix A have the form

Cik
air = by + .

where b;, and ¢;, are constants. Equations (A.50) and (A.51) are not generalized

equations of hypergeometric type (see (A.1) in § A.1). This is because

/
a9 C12

- 9
a1z c127 + byor?

and so the coefficients of uj(r) and wu;(r) in equation (A.50) have the form

!
ay  pi(r) C12
a1 + ag + = - , (ha=1+E#0, cio=p#0),
ai12 T C12T + b12T
!
/ ayy  pa(r) c12 ci1 +bur
(11022 — A12021 — Ay + Tann =", — 9
a2 r c1a7 + biar r

(here p;(r) and p2(r) are polynomials of degree at most one and two, respectively).

Equation (A.50) would be a generalized equation of hypergeometric type
(A.1), with o(r) = r, if one of the coefficients b1a or ¢12 would be equal to zero.
Here it is convenient to argue as follows. A linear transformation

V2 (%)
with a nonsingular matrix 7" that does not depend on r takes our system (A.49)
into a system of the same form for the functions vy (r) and v (r), namely

v = Av,
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where

a1 Aa22

AV:TATflz ( all 512 )
Obviously, the coefficients a;; are linear combinations of a;, and consequently

~ ~ Cik
agr, = by + ,

where again Ezk and ¢;;, are constants. It follows that the equations for v, (r) and
vo(r) will be similar to (A.50) and (A.51):

~ ~r
a a
/ ~ ~ 12\ ~ ~ ~ ~ 12~
vy — (au + ag + = ) v + (auazz — aj2a21 — ayy + > a11> v =0, (A.52)

12 12

~ ~/

a Q.

/ ~ |~ 21\ ./ N 21~

Vo — (au + ago + = ) Vg + (a11a22 — Q12021 — A9y + 5 a22> vy = 0. (A53)
21 21

To make (A.52) a generalized equation of hypergeometrlc type it suffices to

put b12 =0, or ¢12 = 0. Similarly, for (A.53) it suffices to put b21 =0, or ¢a; = 0.
These conditions give certain constraints on the choice of the matrix 7T'. Let

-(31)

Then
L1/ -
1 S
T _A<—7 a)’ A =ad— B,
and so
_ anad — apay + a1 38 — axfy a0’ — as %+ (aze — ann)ap
A=

a216% — a127? + (a11 — a22)yd  —a11 By + arpay — a2 36 + agead

There are several possible choices for «,(,v,d. As a matter of fact, in books
on quantum mechanics only one of the choices corresponding to the conditions
b1 = 0, byy = 0 is used [123]. We will consider the case when the constants
a, 3,7, 9 are chosen from the conditions ¢1o = 0, ¢a; = 0, which give the equations

260 + p(a® + 3%) =

2676 + p(y* 4+ 6%) =0
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‘We will show that this requirement is preferable over the requirement 512 =0,
bo1 = 0. The conditions ¢12 = 0, ¢o1 = 0 will be satisfied if we take the matrix T

to be of the form
(075
V—K 1

where p = aZ, v = \/ k2 — p2. In this way we arrive at the following system of
equations for the functions v1 (r) and va(r):

1 F E
'U/1 = <—V+ + M) v + <1+ K) Vo, (A54)
T 14 14

E -1 FE
vh = (1 - H) v + (V - H) V. (A.55)
v T v

If 14+ Ex/v # 0, then from the system (A.54), (A.55) one can eliminate va(r)
and obtain a generalized equation of hypergeometric type for the function vy (r):

(E? = 1)r?2 +2Eur —v(v +1)

2
“ ! = 0. A.56
v] + U1 + 2 vy ( )

In the special case E = —v/k (i.e,, 1 + Ex/v = 0), the general solution of
equation (A.54) has the form

vy (T) _ Clr—v—leElw/y.

This function vy (r) satisfies the integrability condition (A.48) only when C; = 0.
Then (A.55) yields
va(r) = Cor”~te 1, (A.57)

Clearly, the functions v1(r) = 0 and vo(r) with Cy # 0 satisfy the conditions of our
problem. Note that such a solution is possible only for k < 0 (i.e., for £ = j —1/2),
because v > 0 and E > 0.

A.2.3 Equations of hypergeometric type for the bound states and
their solution

Consider equation (A.56). First, let us examine the behavior of the function v4(r)
for small ». When r — 0,

[(E? = 1)r* + 2Bpur| < v(v+1),

and so in the vicinity of the point » = 0 the behavior of v; (r) will be approximately
described by the Euler equation

r2v) + 2rv) — v(v+ 1)v, =0,
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whose solution has the form
v1(r) = Cyr¥ + Cyr— v~

From the conditions imposed on vy (r) it follows that Cy = 0. Hence, for r ~ 0 we
have vy (r) ~ Cyr?.

Equation (A.56) is an equation of type (A.1), with o(r)=r, 7(r)=2, o(r)=
(E?—1)r?4+2Eur—v(v+1). We can reduce (A.56) to an equation of hypergeometric
type (A.9) by means of the substitution v, = ¢(r)y , where ¢(r) satisfies the
equation ¢’/ = 7(r)/o(r), with 7(r) a polynomial of degree at most one.

Among the four possible forms for the polynomial 7(r) we choose the one for
which the function 7(r) = 7(r) 4+ 27 (r) has a negative derivative and a zero in the
interval (0,00). When 7(r) = —ar + v, where a = V1 — E2, v = /k2 — 2, the
function 7(r) = 2(v + 1 — ar) satisfies these requirements, and we get

QD(T) _ rye—ar’ p(?") _ r2u+1€—2ar’ A=2 [ME — (V + 1)@] .

The energy values E = Ep are found from the equation
1
A+ N7+ 2N(N—1)o”:0, N=0,1,...,

whence

pE — (N +v+1)a=0. (A.58)

The eigenfunctions are given by the Rodrigues formula:

Oy d¥

N
Yn (T) = p(r) P [O'N (’I")p(?")] _ CN ’I“72U71€2mﬂ d (,,AN+21/+1€72¢17") (A59)

drN

(we denote the degree of the polynomial y(r) by N, because we want to preserve
the notation n for the principal quantum number, which will be needed below).
The functions y,, (r) coincide, up to a constant factor, to the Laguerre polynomials
LY (), where x = 2ar.

The energy eigenvalues E = —v/k found above satisfy the equation (A.58)
for N = —1. It is therefore natural to replace N by N —1 in formulas (A.58) and
(A.59) and define the energy eigenvalues by means of the equality

uE—(N+v)a=0, N=0,1,.... (A.60)
For N =1,2,... the function vy (r) has the form
vy (r) = Aya¥e 202 (), & = 2ar (A.61)

(v1(r) = 0 if N = 0). It is readily verified that the functions rv;(r) are square
integrable, as required.
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Equation (A.54) with E = Ex (N =1,2,...) yields

va(r) = H(}%)/V [v'l(r) 4 (”j . EV“) vl(r)] .

Substituting here the expression for vy (r), we get
va(r) = 2"~ Py(x),

where y(x) is a polynomial of degree N. To find y(z), we first write the equation for
the function vy (r) obtained by eliminating v (r) from the system (A.54), (A.55):

2 (B2 —1)r2 +2Eur +v(1 —v)

vy + . vh + vy = 0. (A.62)

r2
This translates into the following differential equation for the polynomial y(x):
zy” + (2v —2)y + Ny = 0. (A.63)

Equation (A.63) is of hypergeometric type. Its unique polynomial solution is
the Laguerre polynomial y(z) = By L3¢ ' (z), and so

vo(r) = By a¥ e /2 L2 (x). (A.64)

It is readily verified that the solution (A.57) obtained earlier for £ = —v/k is a
particular case of this formula for N = 0. As expected, expression (A.64) for the
function vy (r) can be obtained from the expression (A.61) for vy (r) if we replace
v by v— 1. This is connected with the fact that equation (A.56) becomes equation
(A.62) when v is replaced by v — 1.

To find how the constants Ay and By in (A.61) and respectively (A.64) are
related, let us compare the behavior of the left- and right-hand sides of (A.54)
when r — 0, using the formula

I'(N+a+1)

L) = NIT(a+1)

We have

E
2av AN L3 0) = —2a(v + 1) AN L3 (0) + (1 + V“) ByLY0),

whence LB
v K
Ay = B N=12....
N ClN(N + 2V) N> ) 4y
Since, by (A.60),
E2M2 EQFLQ _ V2

N(N+2V)=(N+V)2—l/2: 2 — 2= a ,

we conclude that a
AN BN
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A.2.4 Energy levels and radial functions

Once the functions vy () and vo(r) are known, we can find f(r) and g(r):

f o L m wew
=71 T =
’ 2v(k —v)
g Vg K—V W
Therefore,
r c L2 (x
f(r) OBy fi f2 N1 ()
9(r) 2v(k —v) P L2\ (z)
where ( )
_ap o _a(k—v o
fl_Ei{*I/7 fQ_H v, g1 EI{*I/’ g2 22
1
E =By, = C =G 12—,
VI /(N +0))?
N
T =2ar, a= /(N +v) , p=al

1 (N )

In the case N =0 (¢ = j—1/2) the formulas for f(r) and g(r) remain valid
if we formally set the terms containing L*;™*(z) equal to zero. When £ = j 4 1/2,
we have N = 1,2,.... The number N is determined by the number of zeroes of
the functions f(r) and g(r) (as we shall see below, the number of zeroes of f(r) is
Nfor j=0(+1/2and N — 1 for j = £ — 1/2).

Let us calculate the normalization coefficient By, using the normalization
condition (A.48). We have

r 271 p2 2 _ Blz\/' r —x 2v
0/7” [f2(r) +g°(r)]dr = 41/2(/€—V)2(2a)30/6 7 x

<ALt @) + LY @)+ [0e L3 @) + gLy~ @) f do =1.

We need to calculate integrals of two type:

oo

J1 = /67%30&1 (LS (z)]? da

and
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The integral J; can be expressed in terms of the squared norm of the Laguerre

polynomials
oo

1
d2 = /eif”a:a (LS (2)]? do = l P(n+a+1).
) !

This is done by using the recursion relation
wly () = —(n+ 1) Lo () + (2n + a+ 1)Ly (x) — (n+ ) Ly (2)

and the orthogonality property

oo

/efxxaL%(x)L%(a:) de=0 (m#n).

0

This yields
Vi 1
J1 2n+a+1/e$aL°‘ )P da = Cnt+a+1)T(n+a+1).
n!
0
To calculate J, it suffices to expand the polynomial L%~2(z) with respect to the
polynomials L§(x):

Lo %(z) = C1L% (z) + Co LY _{(x) + ... .

The coefficients C7 and Cy are easily found by comparing the coefficients of =™
and 2"~ ! in both sides of this equality. This yields C; = 1, Cy = —2, and so

Therefore,

We finally obtain

BN v—1 —=x v v—
f(r) = 2w — V)a: lg—z/2 [fle?\,fll(a:) + fgL?v 1(3:)] ,
(A.65)
By v—1_—z/2 2v+1 2v—1
g(r) = 20k — V)m e [glﬂcLN_1 () + g2 L3 (a:)] ,
where ( )
ap o _alk—v _
fl Ex — v f2_K/ v, g1 EH*V7 92 M
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(for N = 0 we must set 2L?;"!(z) = 0, in accordance with (A.61)). Let us mention
that for the solutions of the Dirac equation with the Coulomb potential one usually
resorts to a more complicated representation in terms of confluent hypergeometric
functions (see, e.g., [28]).

The wave functions (A.65) correspond to the energy values

1
i )

where for j = ¢4 1/2 [resp., j = £ — 1/2] N takes the values N =0,1,2,...[resp.,
N=12..]

E=E L n=aZ v=yJ(G+1/2— 2, (A66)

A.2.5 Connection with the nonrelativistic theory

To get the nonrelativistic limit, let us pass from the Dirac equation to the Schrédin-
ger equation. This is ordinarily done using atomic units (e = 1, m = 1, h = 1;
then ¢ = 1/a = 137.036). The expression for the energy levels (A.66), originally
written in mc? units, becomes

1 mc? 1

Enj = 2 met /2 = 42 (A.67)
I a1+
N+v N+v
in atomic units. If the quantity aZ is small, then

u:\/(j+ 1/2)° = (aZ)2 ~j +1/2.

Eliminating the rest energy Ey = mc? from Eyj, we obtain

Z2
Entj = Enj — Eg = o2
where
1 [ Nwew1, i j=0+1/2 (N=0,1,...),
”N+‘7+2{ N+o, if j=(-1/2 (N=1,2,..).

This formula obviously coincides with formula (A.23) of § A.1 for the Schrodinger
equation, which gives the energy levels of an electron in a Coulomb field; n plays
the role of the principal quantum number.

Now let us consider the nonrelativistic limit for the radial parts of the wave
functions, f(r) and g(r). To this end we pass to atomic units in formula (A.65),
setting N =n — j — 1/2. Since the system of atomic [resp., relativistic] units uses
h?/(me?) [resp., h/(me)] for the unit of length, it follows, according to (A.48), that
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in order to switch to atomic units we must multiply the right-hand side of (A.65)

by
h/me -3/2 02\ ~3/2 3o
() = (o) =

After that, the formulas for the radial functions F(r) = rf(r) and G(r) =
rg(r) in atomic units are obtained by multiplying (A.65) by ra =3/ = z/(2aa'/?):

F(r) = Fugs(r) = Cogga’e ™2 | laL250 (@) + L2750 ()]

(A.68)
G(r) = Guay(r) = Cuggae/2 [gueL25 L (@) + 02 L2 ()]
Here
ol
r=2ar/a, a= nojo 12y c v=V (i +1/2)2= (aZ)?,
14 aZ ?
n—j—1/24v
— a(aZ)? o K=V

fl_l{a(n*jfl/2+V)*O[ZV, fZ_H_Va g1 = aZ f17 QQ—OZZ,
oo a (k=—v)n—j—1/2)ak(n—j—1/2+v)— aZV]
" 9y(k — v) Zad/2 'n—j—-1/2+2v) '

—(L+1), if £=j—1/2,
K= (t=0,1,...,n—1).
¢, if (=j+1/2,

The number of zeroes of the large component of the relativistic radial function
Fo(r) is equal to n, = n — ¢ — 1, like in the nonrelativistic case, although for
¢ = j 4+ 1/2 the degree of the polynomial

fraL (@) + L2750 ()

isn—j7—1/2 =n,+1. In this case one of the zeroes of this polynomial is negative,
which does not change the number of zeroes of the radial function F;(r) for
r>0.

Let us estimate the order of magnitude of the coefficients f1, fo and g1, g2 for
small values of aZ in formula (A.68). Here

Z 1
a:\/leQQOé , VR4 .
n 2
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(1) Let £ = j —1/2. Then k = —( + 1), k —v = k — /K2 — (aZ)? ~ 2x,
Erx — v = 2k, whence

(aZ)?
— —2(0+1
ho f oty D
g1 92 aZ 0z
n
(2) Let £ = j+1/2. Then
_ ~ (aZ)? _ ~ (@Z2)® 5
k=4l K-V~ 90 Exk—v=(E-1k+r—v= o2 (n® —0%),
whence
20n (aZ)?
ho fe n2—2 2
g1 G2 aZn
n2 _ g2 aZ

These considerations show that in both cases |G(r)| < |F(r)| for aZ < 1.
In case (1), i.e., for £ = j — 1/2 we have

Z(n—{0—1)! .
F(r)%\/ 7(12(n+€)!) e L @),

where © = 2ar/a &~ 2Zr/n, which coincides with the corresponding solution of
the Schréodinger equation (A.33) of § A.1. Clearly, in this case the radial function
F(r) has n, = N =n — £ — 1 zeroes. Similarly, in case (2), when £ = j + 1/2 we
again obtain expression (A.33) from §A.1, and F(r) hasn, =N —-1=n—¢-1
Zeroes.

The representation of the functions F'(r) and G(r) in the form (A.68) is
convenient for passing to the nonrelativistic limit, since only one of the coefficients
f1, f2, 91, g2 is much larger than all the others when a«Z — 0. By contrast, in the
traditional representation for F(r) and G(r) there are several coefficients of the
same order of smallness, and so to show that the nonrelativistic limit coincides
with the solution of the Schrodinger equation one needs to resort, in addition, to
the recursion relations for hypergeometric functions.

The passage to the limit considered above allows us to write a formula for €,,¢;
in a computationally convenient form. Subtracting the rest energy of the electron
from (A.66) and passing to atomic units, we have

—1/2

1 (aZ)?

Entj = 1+ 9 -1
“ (n=G+1/2+ V(G +1/2? - (a2)?)

)
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or

Z2
Enz]‘ = — 5 5 s (A69)
Z Z ~
(1 4 (@27 %1 4 (@) ) -

n n

where e
n=N+v=n— (a ) ,
JH+1/24+ V(G +1/2)2 — (aZ)?

n is the principal quantum number, j = é, :;7 R %

As formula (A.69) shows, for a given j the energy eigenvalues of the hydrogen-
like ion are independent of £. Therefore, in addition to the degeneracy with respect
to the projection of the momentum j on the z-axis (the energy levels are indepen-
dent of m), there is also a two-fold degeneracy with respect to ¢ for j < n —1/2.

Table A.2 lists, for the K, L, M, N shells, the quantum numbers n, j and ¢,
which characterize the possible electron states in a hydrogen-like gold ion, and the
corresponding energy level. For the arrangement of the quantum numbers in the
indicated order the energy levels of the electron, given by formula (A.69), increase
with n and j.

Table A.2: Energy levels of the hydrogen-like gold atom (Z = 79) in atomic units.
For comparison, the nonrelativistic values of the energy ¢, = —Z2/(2n?) and their
deviation A (in percents) from the relativistic values are also shown.

noj / En Entj A n j / En Entj A
1 1/2 0 -=3121 -3435 9.1 4 1/2 0 -195 -—-211 74
4 1/2 1 —211 74
2 1/2 0 780 —879 11.3 4 3/2 1 —200 2.6
2 1/2 1 —879 11.3 4 3/2 2 —200 2.6
2 3/2 1 797 2.1 4 5/2 2 —197 1.2
4 5/2 3 —197 1.2
3 1/2 0 =347 —381 9.1 4 7/2 3 —196 0.5
3 1/2 1 —381 9.1
3 3/2 1 —-357 28 5 1/2 0 -—-125 -—133 6.2
3 3/2 2 =357 28 5 1/2 1 —133 6.2
3 5/2 2 -350 09 5 3/2 1 —128 24
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APPROXIMATION METHODS

It is well known that only aver small number of quantum-mechanical problems,
which all concern simple systems, can be solved by analytic methods. Generally,
for real physical systems one cannot manage without a suitable approximation
method. In a number of cases the approximate calculation of energy levels and
wave functions can be successfully carried out by means of a variational method
and on the basis of the semiclassical approximation. Approximation methods en-
able us to determine the relative role played by various factors in the given physical
system, to choose a suitable initial approximation, and to construct efficient nu-
merical methods for the further, more precise investigation of the problem under
consideration.

A.3 The variational method and the method of the trial
potential

A.3.1 Main features of the variational method

The variational method for computing the ground-state energy ¢ of the system
under study amounts to using the inequality

e < / () Bp(€)de, (A.70)

where H is the total Hamiltonian operator of the system, £ is the collection of
values of all independent coordinates (£ is a point in configuration space), d¢
is the volume element in configuration space, and (€) is an arbitrary function
subject to the normalization condition

[
Indeed, let Hp,, = ,,0n, / ©* (€)pn(€) d€ = 8. Then

o0
Y= Zan(prﬁ Z lan|2 =1
n=0 n

[orfivds =3 laPen = 0l = =
n=0 n=0
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Thus, the calculation of the ground-state energy reduces to the calculation of
the minimum of the integral (A.70) for variations of the normalized wave function

¥(§), Le.,
€0 = min/w*f[wdf under the condition /w*z/J d¢ =1. (A.71)

In practice, the calculation of ¢ reduces to choosing a trial function that contains a
number of parameters «, 3, ... . These parameters are found by solving the system
of equations

8.7 a.J
o =0, -0, ..., (A.72)

where

J(@,B,..) = / B, B, JEW(E, 0, B, ..) de.

For a successful choice of the form of the trial function one obtains a value of g
that is close to the true value even for a small number of parameters. The wave
function ¢ will approximately coincide with the function ¢¥(&, «, 3, .. .).

The calculation of the energy 1 of the first excited state reduces to solving
the variational problem

€1 = min /z/;fﬁdu dg

under the additional orthonormalization conditions
[uivnde=1. [wivode=o

In the calculation of the next excited states the number of additional condi-
tions increases, and the problem becomes more complex. In some cases the requi-
site orthogonality conditions are satisfied for an appropriate choice of trial func-
tions thanks to symmetry properties. For example, in the investigation of the
motion of a particle in a central field the orthogonality of the states with differ-
ent values of ¢ is a consequence of the orthogonality of the spherical harmonics
Yem (8, ¢)-

The variational method described above is also known as the Ritz method.

EXAMPLE. Let us find the ground-state energy of a two-electron system in the
field of a nucleus with charge Z, in the nonrelativistic approximation. In this case
the Schrodinger equation reads

Hy = B,
where the Hamiltonian is
~ 1 1 zZ Z 1
H=— A1— Aqy— -+ .
2 2 T1 T9 T12
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Since the Hamiltonian does not contain spin variables, the complete wave function
is a product of a function depending on the space variables and a function depend-
ing on the spin variables, such that the complete wave function is anti-symmetric.

When one calculates the ground-state energy, the anti-symmetric spin part of
the wave function is not required. As a symmetric trial function, depending on the
space variables, one takes the product of two elementary hydrogen-like functions
with effective charge Z’ < Z:

C /
Y, o) = e 2t
47

The constant C' is found from the normalization condition:

00 2

W(—' _')|2d" iy = C2 —27Z'r 2g _ 4C? -1
71,72 14Ty = e redr =z = b
0
ie., C=4(2"3.
The expression for the energy takes on the form
~ 72 AR
E(Z") :/w*(ﬂfz)Hw(ﬁ,Fz)dﬁdfz =T, +, 27

Zzl_’_/w (Tl?TQ)w(TlaTQ) dFl d7?2 :Z/2 _2ZZ/+J7
12
where

® T 2 27
gt ree 24" 5
J:C2/dr2 r%ewrz/l dry :8Z/’
r>
0

0

because
oo

2,-27'
/rle r drs = 13 [1 B (1 +Z'>e_22/”] ;
5S A ] T2
0

here r5 = max(ry,72) (see Example 3 in § A.1).
Therefore,

E(Z)=2"-227 + 22’.
The minimum condition for E(Z’),

dE ) 5
i =22 =22+ =0,

yields
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Here an experimentally measurable quantity is not the total energy of the atom,
but its ionization potential I. For a helium-like ion the ionization potential is
I = Ey — E, where Ey = —Z?/2. In particular, for helium (Z = 2)

2)2 2
I= _@ + (2 - 156> = (0.848 a.e. = 186114 cm ™.

Further refinements of the variational method provided for the ionization
potential the value (see [30]):

I =198317.974 4+ 0.022 cm ™!,
while the experimental value is
Texp = 198310.82 + 0.15 cm ™.

If the motion of the nucleus, relativistic corrections and the interaction of the
electron with its own field (Lamb shift) are accounted for, one obtains the corrected
value of the ionization potential

Liheor = 198310.665 cm ™"

A.3.2 Calculation of hydrogen-like wave functions

The variational method can be applied also for the calculation of energy and wave
functions of multi-electron atoms. In the simplest approximation one assumes that
each electron in the atom is acted upon by a unique potential generated by the
other electrons and the nucleus. In connection with this assumption let us consider
the following problem.

Suppose we need to solve the Schrédinger equation

0+ 1)

92 R =€eR,y (0 <r< OO) (A.73)

1

with a given potential V(). As trial functions for an electron with quantum num-
bers n, £ we will use the radial functions R,(r) corresponding to the trial potential

~ Zn
Vi(r)= Té — Ape, (A.74)

where Z,, is the effective charge of the nucleus and Ay is the external screening
constant. The function R,.(r) satisfies the equation

1~ ~ L+1)] ~ o~
_QRZZ + |=V(r)+ o2 Rne = € Ry, (A.75)
where
~ ~ Zr%e A oy _ 0+1 —x/2 720+
E=Epy = + Ane, Rng(T) =Cu x e Ln—l—l(‘r)v

22
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2wy Zu—C—1) [~ B
T = n Cnf - n2 (’fl —‘,—f)' ) /Rnf(r)dr =1
0

The representation of the atomic potential in the form (A.74) is in agree-
ment with the Thomas-Fermi model considered in Chapter I and the uniform
free-electron density model that follows from the latter for high temperatures. In-
deed, a bound electron with quantum numbers n and ¢ is essentially located in the
spherical layer (r,7 + Ar), in the vicinity of the main maximum of the function
R.e(r). As a rule, the volume of such a spherical layer constitutes only a small
fraction of the volume of the atom cell. The outer electrons with respect to this
layer generate in the region of the principal maximum a constant potential, de-
termined by the external screening constant A,,. The inner electrons decrease the
attraction of the nucleus (Z,¢ < Z). The parameters Z,, and the related Slater
screening parameters are widely used in atomic calculations [83, 50, 135].

When the variational method is used, the constant Z,,, which determines
the wave function R,¢(r), can be found directly from the condition

Ent = min/ﬁng(r)lfléng(r) dr.
nt
0

Here the additional mutual orthogonality conditions can be disregarded, because

(1) if the values of ¢ are different, the wave functions will be orthogonal thanks
to the orthogonality of the spherical harmonics;

(ii) if the values of ¢ are identical, while the quantum numbers n are different,
then the principal maxima of the functions R,¢(r) and R, (r) are located quite far
from one another, which yields the approximate equality [ Eng(r) E,,/g(r) dr =0
(see Figure 2.5).

Thus, we have

o0

. = 1~ ~ Ll+1) 5
Ent = mm/Rng (—2 Z@ —V(r)Rue + o2 Rng) dr =
0
= min/[&ne +V(r)=V(r)]R%,dr = min 2;{5 - /V(T)Rie(r, Zne) dr
0 0
Since
~ dr  Zn _,
R2,(r, Zns) .= n;e Qne() dz,
where

2an r
n—~_{—1 =

Qné(x) — (n(;i;)i)'mg—i-l (L26+51 (IE))Q, T "

)
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we conclude that

oo

[ @u@rm o

0

22, Zne

n

Ene = Min
2n2 n?

dz| . (A.76)
r=nz/(2Z,¢)

The minimum condition de,¢/dZ,, = 0 yields

dx,
r=nz/(2Zns)

Zne = /6_”Qne(x) {—72 C?;]
0

or
d

dzx. A.
dr T (A.TT)

r=na/(2Zns)

Zny = 76”0Qne(x) [TV(T) - (T’V(T))]
0

To find Z,,, we use the simplest iteration scheme that results from (A.77):

(s+1)  (g) (s)
ZnZ = Qpn¢+ ﬁnfa (A78)

where
o0

(Sé)ng = /e_’”Qng(x)TV(r)

0

dx,
()
r=nx/(2Z ne)

Iy e 7y V)] da.
0

(s)
r=nxz/(27Z )

s being the iteration number. As the initial approximation one can use the pre-
ceding values of Z,:

(0) (0) (0)
Zw=42, Zo=12w, Lo =2Lyp, . .,

since usually Z > Z1¢9 > Zsg > Zo1 and so on.
(s)
To calculate the quantities (&)ng and (,, we use the Gauss-type quadrature

formulas [154]
b N
JECLEIEED SISt (A.79)

In our case it is natural to take p(x) = e~ *. Then z; are the zeroes of the Laguerre
polynomial L} (z) and

F&) = Quel@hrV(r) or £(2) = ~Quita)r TV (],
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where r = nx/(2Z,¢). The integral (A.77) can be calculated in closed form when-
ever f(z) is a polynomial of degree at most 2N — 1. We need to choose N in such
a manner that the functions vV (r) and r . [rV(r)] will be well enough approxi-
mated by polynomials in the essential part of the domain of integration. As a rule,
for n < 10 one can take N = 12. Note that the numbers ),,¢(z;) are independent
of the potential V'(r), which is convenient in calculations.

Once the values Z,, are found, we can use (A.76) to find the energy values
ene and the external screening constant A,:

Zne (an Znt

Ent = TL2 9 - anf) 5 Anf = TL2 (an - anf) . (ASO)

A.3.3 Method of the trial potential for the Schrodinger and Dirac
equations

A method that is close to the variational method is the so-called method of the
trial potential [217], which is based on the fact that the function R,¢(r) is notably
different from zero only in a small interval of r. For that reason, the behavior
of the potential V(r) outside this interval has apparently little influence on the
character of the function R,.(r).

In the method of the trial potential the effective charge Z,, is found from
the condition of minimum of the functional

O(Zp) = / {TV(T)fHN/(T, Zonts Ane) 2éié(r,zﬁ)dr, (A.81)

where the screening constant A, is determined from the additional condition that
the energy eigenvalue € should be close to €. As such a condition it is natural to ask
that the first correction to the energy ¢ according to perturbation theory vanishes:

/[V(T) - ‘7(7", Zn[; Anf)]éil(rv an) dr = 0. (A82)
This yields
z;, 2
Aus =0 [VOR (. Zus)dr

Figures A.3, A.4 and tables A.3, A.4 show some results obtained by solving
the Schrédinger equation with the Thomas-Fermi potential for gold with density
p = 0.1 g/cm? and temperatures 7' = 1 keV and T = 0.01 keV. As one can see,
the results obtained by the method of the trial potential are somewhat superior
to those obtained by the variational method. Even in the case of low tempera-
tures, when the wave functions are far from the hydrogen-like wave functions (see
Figure A.4), the method of the trial potential reproduces well the position of the
principal maximum of the wave function.



378 Appendix. Methods for solving the Schrédinger and Dirac equations

R40 (7") T T T T

1 L

! ! ! !

0 0,05 0,1 0,15 0,2 Jr/ro

Figure A.3: Dependence of the radial function Ry(r) on the variable x = /r/rg
for gold (Z = 79) in the TF potential with temperature T'= 1 keV and density
p = 0.1 g/cm? (the solid, dashed and dotted-dashed curves represent the numerical
solution, the result of the method of the trial potential, and the result of the
variational method, respectively). Here the variational method and the method of
the trial potential give practically identical results

R40 (7’) T T T T T

1 F

0 0,05 0,1

Vr/ro

Figure A.4: Dependence of the radial function Ryo on z = \/7/r for gold (Z = 79)
with temperature 7' = 0.01 keV and density p = 0.1 g/cm?® (the solid, dashed and
dotted-dashed curves represent the numerical solution, the result of the method
of the trial potential, and the result of the variational method, respectively)
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Due to its computational simplicity, the method of the trial potential is effi-

cient in finding the parameters Z,,; and A,y; in the relativistic case as well. To
implement it, it suffices to replace R2,(r) by ﬁfzj (r)+ C:‘flfj(r) in formulas (A.81)
and (A.82) (see formulas (A.68) in § A.2). Let us mention that the computer time
required by this method is roughly 50-100 smaller than the time needed for the

numerical integration of the corresponding equations.

The results of computations by the method of the trial potential for the
Schrodinger and Dirac equations are discussed in more detail in §2.2.

Table A.3: Energy eigenvalues &, (in atomic units), computed by the method of
the trial potential and the variational method, and also obtained by integrating
numerically the Schrédinger equation in the TF potential for gold (Z = 79) at
temperature 7' = 1 keV and density p = 0.1 g/cm?®. Since the quantities &,, < 0,
we give their absolute values

|5n£| |5n2‘
n / trial var.  Schrod. trial var. Schrod.

3
~

1 0 2848.956 2848.733  2849.178 40.349  40.353 40.209
39.791  39.792 39.795
39.166  39.167 39.177
38.794  38.795 38.799
38.683  38.678 38.677

38.648  38.645 38.645

20 624.644 624.667 624.434
21 608.827 608.869 609.049

30 258.848 258.950 258.662

ENIENIES RS ENIEN RN |
O U W = O

31 252.887 252.906 252.937 38.631  38.630 38.628
32 244.108 244.120 244.180

8 0 29.502 29.507 29.247
40 139.554 139.587 139.432 8 1 29.004 29.004 28.947
41 136.949 136.951 136.992 8 2 28.543 28.544 28.560
4 2 133.562 133.565 133.623 8 3 28.307 28.308 28.309
4 3 131.390 131.392 131.395 8 4 28.225 28.225 28.225

8 5 28204 28.206 28.201
50 85.948 85.956 85.855 8 6 28.190 28.188 28.187
51 84.586 84.586 84.609 8 7 28179 28.176 28.176
5 2 82.917 82.919 82.953
5 3 81.868 81.871 81.873 9 0 22118 22.120 21.788
5 4 81.568 81.569 81.569 9 1 21.617 21.617 21.578

9 2 21.285 21.286 21.308
6 0 57.328 57.333 57.252 9 3 21.133 21.133 21.132
6 1 56.521 56.521 56.534 9 4 21.071 21.071 21.071
6 2 55.578 55.579 55.597 9 5 21.057 21.057 21.052
6 3 54.984 54.986 54.988 9 6 21.045 21.042 21.041
6 4 54.802 54.802 54.802 9 7 21.034 21.030 21.031
6 5 54.760 54.757 54.757 9 8 21.024 21.019 21.020
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Table A.4: Energy eigenvalues €, in the TF potential for gold with temperature
T = 0.01 keV and density p = 0.1 g/cm3. For n > 5 the variational method
considered here does not work

‘enél |5ni‘

n / trial var. Schrod. n £ trial var. Schrod.

1 0 2655.040 2655.019 2654.842 5 3 0.149 — 0.570

20 441.965 442.042 441.559 6 0 1.671 — 1.408

21 423.276 423.089 423.464 6 1 1.592 — 1.088
6 2 0.333 — 0.610

30 105.494 106.452 104.885 6 3 -0.010 — 0.164

31 96.456 96.763 96.562

3 2 80.303 80.549 81.159 70 1.012 — 0.485
71 0.630 — 0.364

4 0 25.053 27.309 24.677 7 2 0.014 — 0.178

4 1 20.933 22.284 21.159

4 2 13.988 14.272 14.748 8 0 0.559 — 0.140

4 3 3.136 5.393 6.235 8 1 0.232 — 0.088
8 2 0.016 — 0.010

50 5.323 7.891 5.270

51 3.819 5.421 4.095 90 — — 0.005

5 2 2.028 2.101 2.199

A.4 The semiclassical approximation

The semiclassical approximation has proven to be quite effective in the analysis
of many problems of quantum mechanics. The basic problem that lies at the
foundation of the semiclassical approximation is to obtain a uniform asymptotics
for A — oo for the solutions of a differential equation of the form

[k(x)y'] + Ar(x)y = 0.

The first investigations of this problem were carried out by Liouville and Green in
the first half of the 19th century (see Chapter 6 in [165]). The method was further
developed by Wentzel, Kramers, Brillouin and Jeffreys (the WKB methods) and
also by many other authors.

A.4.1 Semiclassical approximation in the one-dimensional case
Let us examine the behavior of the solutions of the equation
[k(z)y'] + Ar(z)y =0 (A.83)

as A — o00. As the simple example of equation (A.83) with k(x) =const and
r(x) =const shows, this behavior depends on the sign of the functions k(x) and
r(z). For this reason, in what follows we will consider equation (A.83) on intervals
where k(z) and r(x) are of constant sign. First let us examine the case when on
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some interval (a,b) the functions k(z) and r(z) have the same sign, say k(zr) >
0, r(z) > 0. We assume that k(x) and r(x) have continuous first and second
derivatives.

A.4.1.1. To simplify equation (A.83), we use the change of variables

y(a) = p(x)uls), s=s(@). (A.84)

‘We have
Yo = Pol+ puLsy,

(ky/)/ — (k(p/u_’_k(pu/s/)/ — (k(p/)/u+k(p/u/8/+ (kS/),(p’LL/—FkS/((p/U/ +SD’U,H /).
Substitution in (A.83) yields
u” + f(s)u' + [Ag(s) — q(s)]u =0,

where
fo) = 2@ @ @) + [k(@)s' @) (2)
k(z)e(z)[s'(z)]? ’
_ r(o) o= k@) @)
g(s) - k‘(l‘)[sl(l‘)]Q’ Q( ) k(l‘)(ﬂ(l‘)[sl(x)]Q

To investigate the behavior of y(x) when A — oo it is convenient to choose the
functions s(z) and ¢(x) from the conditions f(s) =0 and g(s) = 1, which gives

o (ks _ 1 noy 1 N A
T ok 4[ln(ks)] = 4(1nk7‘) ==y + A (A.85)

Thus, the equation for u(s) takes on the form

u" + [N — q(s)]u =0, (A.86)

where
= M| () ()]
el G =GR G e
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In the case when the functions k(x) and r(z) have different signs on (a, b),
equation (A.83), with the aid of the substitution s'? = —r(z)/k(x), is transformed
into an equation similar to (A.86):

u”(s) = [\ +q(s)]u(s) =0, (A.88)

where ¢(s) is given by the same formula as in the first case. Since the investigation
of the behavior of solutions when A — 400 for equation (A.88) is basically carried
out with the same methods as for equation (A.86), we will confine ourselves to
the first case, when equation (A.83) reduces to the form (A.86) by means of the
substitution (A.84).

From (A.85) it follows that

s(z) = / \//:?3 dt (a<azo<b), ox)=[kz)r@)]

Let s(a) = ¢ (¢ <0), s(b) =d (d > 0). The function s(z) is continuous
and monotonically increasing on (a,b). Hence, there exists the inverse function
x = z(s), which is also continuous and monotonically increasing on (c, d).

A.4.1.2. Tt is natural to expect that in the limit A — +oo the solutions of (A.86)
will coincide with solutions of the simpler equation

u + =0,

i.e.,
u(s) &~ Acosus + Bsin us,

where 11 = v/, A and B are some constants.
To prove this assertion we use a method proposed by V. A. Steklov [211].
Namely, let us solve the equation

u” 4 pPu = q(s)u
regarding the right-hand side as a known function. In this way we obtain
u(s) = u(s) + Ru(s), (A.89)

where
u(s) = Acos s+ Bsin us,

S

1. / Nl Y g
R,(s) = ) o/slnu(s —8") q(s"u(s")ds'.

We claim that for ¢ < s < d the term R#(s) can be neglected compared with
max |u(s)| when p — oo, i.e.,

=0, (A.90)
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where
M(p) = max |u(s)| < |A] +|B|.

c<s<d

From the expression for R, (s) it follows that

1
Ru(o)| <, LM (A91)
where
d
_ / / _
L= [latas, M = max u(s)|

C

Let us estimate M (p) for p — +oo. From relations (A.89) and (A.91) it follows
that, for ¢ < s < d,

fu(s)] < M(u) + iLM(u),

whence
M(n) < MG+ | LM ().

Therefore, if ;4 > L, then

M(p
o < M
which in view of (A.91) yields
R, (s) < L
M(p) — p—L

This proves (A.90).
The uniform estimate obtained above remains valid also in the case when the
interval (¢, d) is infinite, provided that the integral fcd lg(s)|ds converges.
Returning to the original variables, we conclude that when k(x) > 0, r(x) > 0
on (a,b) the solutions of equation (A.83) admit for A — 400 the representation

) [Acosé(x) + Bsiné(x)], (A.92)

where

The replacement of the solution of equation (A.83) by the approximate solution

(A.92) lies at the foundation of the semiclassical method for solving equation
(A.83).
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In the case when k(x) > 0, r(z) < 0, we similarly obtain

1
x) = Aef®) 4 Be=¢@), A.
y(@) Skl [ + ] (A.93)
where
N L) R S
pa) = [N |, €@ = [ ptara

When the exact solution is replaced by the approximate one, what really matters
is that the inequality L < p (where L = fcd lg(s)|ds) holds for equation (A.86).
Therefore, the approximate solutions (A.92) and (A.93) can be used not only when
Ais large, but also when A ~ 1, provided that L < 1. As seen from formula (A.87),
this is the case when the derivatives of the functions k(x) and r(x) are small, i.e.,
when the coefficients of equation (A.83) vary in a slow, smooth manner. Note
that the right-hand side of formula (A.87) contains the logarithmic derivatives of
k(x) and r(z), as well as derivatives of these logarithmic derivatives. When the
coefficients of equation (A.83) vary in a smooth manner, the derivatives of the
logarithmic derivatives of k(z) and r(x) are usually neglected, and one considers
that the most essential term in the right-hand side of (A.87) is the second one,
which must satisfy the condition

k (3K 1¢ K N 7!
r \4k 4r k r
This condition is somewhat more crude than the condition L < 1. However, if we
consider the Schrodinger equation, written in the form

424
gp2 TP@P=0,

< 1. (A.94)

where
plx) = V/2[e = U(x)],

then for this equation the condition (A.94) will coincide with the condition of
applicability of the semiclassical approximation ordinarily used in quantum me-

chanics,
/

p

2| <L (A.95)

provided that in (A.94) we put k(z) = 1 and r(z) = p?(x).

A.4.1.3. In practice it is of interest to obtain an approximate solution of equation
(A.83) for A — +oo whose validity extends all the way to the endpoints of the
interval (a,b) in case the functions r(x) and k(x) are singular or vanish in a and
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b. For example, let us consider the problem of the approximate representation of
the solution of equation (A.83) for a < 2 < b when

k() = (z —a)ko(z), r(z) = (z —a)ro(w),

where the functions ko(z) > 0 and ro(z) > 0 have continuous second-order deriva-
tives for a < x < b. In order for s(a) to be finite, we will assume that

;(ﬁ —a)> -1 (A.96)

Let us rewrite the expressions for s(z) and ¢(x) for zo = a:

x) = /\/2222 (t —a)P=)/2qt, (A.97)

4ro(x)
(a+B)Ba—-p—-4) zxz—a k¢ g
X{ 4 5 [(3a+6)k2+(a—ﬁ)rﬂ+

If x = a, then
a xr — a)(ﬁ 0¢+2)/

(
a) [(B—a+2)/2]"
)

and consequently the expression for ¢(s) can be recast as

+
o () (-2 ()]}
-

v? —1/4

as) =" ' (),
where ) | N
o —
= >0 = >0
7 B—a+2 v B—a+2

and the function f(x) is continuous for 0 < s < s(b). Here ¢(s) is singular for s — 0.
To apply Steklov’s method it is convenient to isolate the principal singularity of
the function ¢(s), i.e., rewrite (A.86) in the form

v?2—1/4 _
u” + <u2 - e / ) u=s""2f(s)u (u=VN), (A.98)
and then solve this equations, regarding its right-hand side as a known function.

Since the equation
2
—1/4
’LL”+(,LL2V 2/>U0
s
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has the solution
u = Av,(us) + Bu_, (us),

where v, (z) = v/zJ,(z), A and B are constants, J,(z) is the Bessel function of
the 1st kind, we obtain the solution of equation (A.98) in the form

u(s) = Av,(pus) + Bo_,(us) + Ru(s), (A.99)
where

Rul) = [ Koo, 8) () 27 )us s

™

Kyl ) = o 0 Ton(us)o () = o (us oy ()

One can show that the term R, (s) in (A.99) can be neglected when p — +oo
[154].

Returning to the original variables, we obtain the solution of equation (A.83)
in the semiclassical approximation:

| e ) )
y(r) = ¢ o {Arisn + B e} (A100)

For integer values of v in (A.100) we must replace J_, (&) by Y, (§). Note that
for £(x) > 1, replacing the Bessel function in (A.100) by the first term of the
asymptotic expansion leads to a formula equivalent to (A.92).

If ko(z) > 0 and ro(x) < 0, representation (A.100) must be replaced by

y(z) = \/k(g(a:) {Cfu[ﬁ(a:)] + DKV[g(x)]}, (A.101)

where I,,(z) and K, (z) are modified Bessel functions.

Analogous formulas can be obtained for the domain a < x < b when the
functions k(z) and r(x) have the form

kE(x) = (b—x)%o(x), r(z)=(b— z)Pry(x).
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A.4.2 Application of the WKB method to an equation with
singularity. Semiclassical approximation for a central field

In the study of the motion of a particle in a central field it is of interest to derive
the semiclassical approximation for the equation

Yy +r(x)y =0, (A.102)

where the function z2r(x) is continuous together with its first and second deriva-
tives for 0 < x < b. The approximation (A.100) obtained earlier is not applicable
for equation (A.102), because o = 0, § = —2 and condition (A.96) is not satisfied.
However, the change of variables z = %, y = ¢*/2v(z) reduces (A.102) to the form
[137]

v"(2) + r1(z)v =0, (A.103)

where

1
ri(z) = ~4 + $2T($)|$:ez.

The function r;(z) differs only slightly from the constant —} + lim,_.o2?r(z)
when z — —oo (which corresponds to z — 0). Furthermore, one can show that

lim, ,_ rik)(z) =0 (k=1,2,...). For example, if k =1 we have

d . d_ . dv  d_,
dzrl(z) = i [x%r(x)] g = a:d [z°r(z)] = 0, x—0.

x
It follows that for negative values of z with |z| sufficiently large the function
r1(z) and its derivatives will vary slowly and the semiclassical approximation will
apply to equation (A.103). If the condition of applicability of the semiclassical
approximation for equation (A.103) is satisfied for all requisite values of z, then
upon returning to the old variables we obtain an approximate solution of equation
(A.102) in the form considered earlier, but with r(z) replaced by the function
r(zx) g2
Thus, for instance, when one solves in spherical coordinates the Schrodinger
equation
0e+1)
2r2

for the radial part R(r) of the wave function, where U(r) is the potential energy,
€ is the total energy of the particle and ¢ = 0,1,2,... is the orbital quantum
number, the semiclassical approximation yields the expression

1
2R”+[U(r)+ ]ReR

\/é' [CI/3(8) + DKy y3(8)], ifr <7,
R(r) = (A.104)

\/f7 [AJy3(&) + BJ_1/3(&)], if r>7.
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Here
(e+3)°

e=U(r)— o2 |’ (A.105)

p=p(r)=,|2

T

e=¢r)=| [ o) ar

T

and 7 is the root of the equation p(r) = 0 that is the closest to r = 0 (we assume
that this root is simple). The approximation (A.104) remains valid also for £ = 0,
provided that z2r(z) has a limit as z — 0.

Since the function R(r) is required to be bounded for r — 0, i.e., £ — 0o, we
must put C' = 0. From the junction condition in » = 7 for the functions R(r) and
R/(r) the constants A and B can be expressed through the constant D. Expanding
the expression under the radical sign in the formula for p(r) in powers of r — 7 one
can readily verify that the functions p(r)//|r — 7|, £(r)/|r — #|*/? and their first
derivatives are continuous in the point r = 7. Hence, from the junction condition
for R(r) and R/(r) at the point » = 7 one obtains analogous junction conditions
for the function ®(r) = (£/2)'/3/|p|/€ R(r) and its derivatives. We have

A/ B ] -
rys) s O it > 7,

®(r) = 2/3
Dr lr(l (£/2) +O0[(r—=7)3], ifr<r.

2sin(r/3) |T(2/3) T (4/3)

From the condition that the function ®(r) and its derivative be continuous in
r =7 and the fact that & ~ |r — #|3/2 it follows that

i
A=B= " D.
V3

A.4.3 The Bohr-Sommerfeld quantization rule

Let us use the semiclassical approximation to compute the energy levels of an
electron that moves in a one-dimensional potential well, a typical graph of which
is shown in Figure A.5.

We will assume that for any energy € > Uy, there are only two turning
points, x1 and zg, determined by the condition U(z1) = U(x2) = €. As we have
shown, in the semiclassical approximation, in the domain x; < x < xo the wave
function of the particle has the form

Pi(z) = A\/ij [J1/3(61) + J-1/3(&1)],
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Ux)

Figure A.5: Potential well

x

€ =& (x) = / P, p=plz) = v/2l — U(@)].

1
If for the fixed limit in the integral we take the turning point x5 instead of 1,
then for z; < x < x5 we get

Yo(x) = B\/é; [J1/3(&2) +J_1/3(82)], &2 = &a(x) = /P(xl)dl"/'

In any point z lying between x; and zs one can impose the junction conditions

U1(x) = o(x), Yi(z) = ¥y(w). (A.106)

Let us choose the point z so that it is far from the turning points and the conditions
& > 1, & > 1 are satisfied. Then, using the asymptotics of the Bessel function,

Ji1/3(8) = \/735 cos (ij g - Z) ;

we derive from (A.106) the relations

A cos ({1 — Z) = Bcos (62 - Z) ;
(A.107)

Asin (fl — Z) = —Bsin (52 - Z) ,

where in the differentiation we used the condition (A.95) of applicability of the
semiclassical approximation.
T2
Since & = / p(z)dz — &, upon dividing the second relation in (A.107) by
1

the first one obtains

Z2

tan (51 - Z) =tan | & + Z - /p(x)da? ,

1
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which yields the Bohr-Sommerfeld quantization rule

z2(€)

p(@)dz = (n + ;) (A.108)

z1(€)

for the energy levels of the discrete spectrum € = ¢,, n = 0,1,2,.... Since the
zeroes of the wave function lie inside the interval (z1, x2) (as clearly follows from
the form of the semiclassical solution outside this interval), the n in (A.108) is the
number of zeroes of the wave function ¢ (z). Setting £ = m(n + 1/2) — & in any
of the relations (A.107), we conclude that B = (—1)™A.

According to (A.105) and (A.108), for a particle moving in the central field
U(r) the Bohr-Sommerfeld condition reads

r2(e)

/ p(r)dr=m (nr + ;) , (A.109)

r1(e)
where n, is the number of zeroes of the radial function.

EXAMPLE 1. Let us find the energy levels of a hydrogen-like atom, with
U(r) = —Z/r, in the semiclassical approximation.

To this end we calculate the integral in the left-hand side of (A.109), using
integration by parts:

N L ( Gy 13/2*)
!p(r)dr = rp(r) / \/2 {E 7 - 1/2)1 dr =
r 212

/ / £+1/2) dx
\/257“2+2Zr— (¢ +1/2)? \/2€+2Za:— (€+1/2)%7

z=1/r

ms_/a et ot “1/2_/b¢b2z2 :”<¢Z2e‘€‘1/2)'

A comparison with (A.109) yields

Z2

€:5nZ:_2n23

where n = n, + ¢ + 1 is the principal quantum number. Thus, the energy levels of
a hydrogen-like ion provided by the semiclassical approximation coincide with the
exact ones. A similar assertion holds for the linear harmonic oscillator.
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A.4.4 Using the semiclassical approximation to normalize the
continuum wave functions

The semiclassical continuum wave functions provide a rather good approxima-
tion, because the higher the energy ¢, the smoother the behavior of the function
p(r). However, a known difficulty arises, connected with the normalization of the
numerical solutions of the Schrédinger equation [45, 49]. In the semiclassical ap-
proximation, the continuum wave functions R.y(r), normalized by the condition
(see §2.3)

/ng(r)RM(r)dr =d(e—¢'), (A.110)
0
have the form
1 .
_ 7T\/|2|K1/3(E)7 lfTSTEZa
Rey(r) = . (A.111)

V3 \/f) [J_1/3(8) + J1/3(8)], if 7> 1y,

where 7. is a turning point. The first zero r = r* of the function Reg(’l") corre-
sponds to the first zero & = £* of the equation

J_1y3(€) + Jiy3(€87) =0,

where £* = 1.929379. For the derivative of the semiclassical function (A.111) we
have

d

dr Reu(r)

e \/g*pér*> [T 1 3(€) + J1 ;5(€7)] = —0.801952+/p(r*). (A.112)

This condition can be used in the numerical integration of the Schrédinger
equation to normalize the continuum wave functions: the value of R, in the first
zero of Ree(r) is set equal to ﬁ’ae(r), in accordance with formula (A.112).

EXAMPLE 2. Consider the normalization of the continuum wave function for
the Coulomb potential U(r) = —Z/r. For € = 0 the Schrédinger equation has an
exact solution, which can be expressed in terms of Bessel functions. In particular,

for / = 1 we have
Reo(r) = V2rJs(V8Z ).

In this case computations based on formula (A.112) give the normalization coef-
ficient 0.99998 instead of 1.
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NUMERICAL METHODS

A.5 The phase method for calculating energy eigenval-
ues and wave functions

A.5.1 Equation for the phase and the connection with the
semiclassical approximation

To find the energy levels and wave functions of a electron moving in a given central
field with potential V(r), we consider the problem of solving the Schrédinger
equation

0 +1)

1 /!
—2R + |=V(r)+ o2

R=¢R, 0<r<oo, (A.113)

with the boundary conditions R(0) = R(cc) = 0 and the normalization condition
fooo R?(r)dr = 1. Here the function R(r) must have a prescribed number of zeroes
n. =n — ¢ — 1 in the interval (0,00), n being the principal quantum number.

The problem posed above is usually solved as follows. For some energy value €
one integrates equation (A.113) in the direction of increasing values of r, starting
at r = 0 with initial conditions corresponding to the behavior of the the wave
function R(r) for r ~ 0, i.e., R(r) ~ r“*1. Denote the resulting solution by Ry(r).
For the sake of definiteness, we will assume, as is customary, that Ro(r) > 0
for small 7. In much the same way, integrating equation (A.113) in the direction
decreasing values of r, one can find a solution R..(r), which for » — oo behaves
like exp(—v/—2¢ 1), if V(r) — 0 as r — oo.

The energy eigenvalues € = g,,4 are usually found from the conditions that
the functions Ry(r) and Ro.(r) and their first derivatives be continuous in some
intermediate point r = r*. Generally, the direct use of these conditions in the
calculation of energy eigenvalues requires a sufficiently large number of iterations,
since the functions R(r) and R/(r) depend on ¢ in a rather complex manner. To
simplify the dependence on & we resort to the semiclassical approximation.

In the semiclassical approximation the solution of equation (A.113) in the
domain of classical motion ry < r < ro has the form

T

sin /p(r)dr—&—;T , (A.114)

US|

C

V(r)

R(r) =
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where

(0+1/2)°

oo | (A.115)

p(r) = pee(r) = (|2 |e+V(r) —

p(r1) = p(rz) = 0.

Starting from representation (A.114), one obtains the Bohr-Sommerfeld condition
for the determination of the energy eigenvalues in the semiclassical approximation
(see the derivation of formulas (A.109) in §A.4).

Let us find a representation of the function R(r) with the property that in
the semiclassical approximation it will go over, in a natural manner, into repre-
sentation (A.114). To this end we will seek the function R(r) in the form

R(r) = g(r)sinp(r). (A.116)
For the derivative R’(r) we use the expression
R'(r) = a(r)g(r) cosp(r), (A.117)

because in the semiclassical approximation

r

R'(r) = C\/p(r) cos /p(r)dr + Z

r1

Let us require that in the semiclassical approximation the function a(r) will go
over into p(r). Then obviously the phase ¢(r) will go over into

T

/ / ™
/p(r Ydr' + 4

1

which readily leads to conditions analogous to the Bohr-Sommerfeld condition.
Assuming the function a(r) is given, let us write the equations that the
functions ¢g(r) and ¢(r) must satisfy. Differentiating expression (A.116) for R(r)
yields
g’ sin + g’ cos p = agcos . (A.118)

Similarly, differentiating expression (A.117) and using the Schrédinger equa-
tion (A.113), we have

ag’ cosp —agy’ sinp +a’gcosp = —fgsin g,
where

0+1)
,,n2

flr)=2[e+V(r)] -
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Therefore,

1 . f . a/
¢ =a—sinp|{a—" Jsing— cosp|, (A.119)

/ /
- Cos ¢ [(a— f) singp — “ cosgo] . (A.120)
g a a

Equation (A.120) shows that the function g(r) has no zeroes, i.e., it indeed
has the character of an amplitude factor in (A.116).

A.5.2 Construction of an iteration scheme for the calculation of
eigenvalues

In accordance with the semiclassical approximation, it is natural to put a(r) = p(r)
in the domain of classical motion. Outside that domain we take for a(r) a bounded
function that does not vanish, so that dy/dr > 0 for all r, in agreement with the
meaning of the phase ¢. For definiteness, we put a(oco) = /—2¢. Then, by (A.116)
and (A.117),

R(r)
R/(r)”

Taking into account the way R(r) behaves when r — 0 and r — oo, we find that

a(r)

tan g = a(r) (A.121)

tanp(0) = }11)% i1’ = 0, (A.122)
. a(r)
tan(co) = — lim =—1. (A.123)

e J—2e

Let po(r) and ¢ (1) be two solutions of equation (A.119), with the first
satisfying condition (A.122) and the second satisfying condition (A.123), i.e.,
©0(0) = 0, Yoo(00) = —m/4. For the energy eigenvalue € = ,, similarly to the
Bohr-Sommerfeld condition obtained above, we have the condition tan g (r) =
tan oo (1), or @o(r) — Yoo (r) = mk, where k is an integer. Obviously, k =n, +1 =
n — £, i.e., the relation

@o(r") = Poo(r™) = m(n — ) (A.124)

must hold in any intermediate point r = r* (r; < r* <r3).

Note that the value of the phase ¢(r) in the nodes of the function R(r) is
equal to mm, with m an integer, while its value in the nodal points of the derivative
R/(r) is w(m+ 1/2), for any choice of the function a(r). In any intermediate point
r = r* the value of the phase ¢(r) is determined by the value of a(r*).”)

*) Strictly speaking, to derive equality (A.124) it is not necessary to give precisely
the conditions (A.122)—(A.123) for r = 0 and r = oo and require that the functions a(r)
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In the domain of classical motion, away from the turning points, we follow
the semiclassical approximation and put a(r) = p(r). Then for the sewing point
one can take a point r = r* (r; < r* < ry) for which p’(r*) = 0, i.e., (see (A.115))

1 2
r:r*_ <£+2) .

Near r = r* the condition |p'| < p? for the applicability of the semiclassical
approximation is obviously satisfied.

Let us remark that the semiclassical approximation (A.114) can be obtained
directly from equation (A.119), setting a(r) = p(r) = /f(r):

dV
.3
" dr

/

¢ = P %p—|—2ppsin230,

whence

o~ / p(r)dr + / 23;/  p(r) sin 2(r) dr.

Here the second term is small not only because ’p’ /p2| < 1, but also due
to the presence of the factor sin2p(r) in the integrand. From this formula it also
follows that in the domain of classical motion ¢’(r) & p(r) > 0, which was assumed
in the derivation of condition (A.124).

In the semiclassical approximation equation (A.124) coincides with the Bohr-
Sommerfeld quantization rule. To solve this equation numerically (by Newton’s
method, for instance), it would be convenient to reduce it to an equation of the
form F'(e) = 0 such that the function F'(¢) is almost linear in €. It is clear, however,
that in practice such a reduction is not an easy task. For this reason, the procedure
described has been implemented for the typical case of the Coulomb potential with
external screening V(r) = Z/r — A (see Example 1 in §A.4, and also §A.3). If, in
this case, instead of equation (A.124) we take the equivalent equation

2 1

oo () — oo () + 72 m2 O (A.125)

and g(r) have a specific behavior outside the domain of classical motion. Indeed, rep-
resentation (A.116)—(A.117) is actually used only inside the domain of classical motion,
where the function R(r) oscillates and where all the nodal points of the functions R(r)
and R'(r) lie. For example, one can use the following boundary conditions for the phase
functions o (r) and oo (r):

- m _ T
900(7”1): 4, @00(7”2)2—4,
where the points 71 and 7o are solutions of the equation f(r) = 0, i.e., R”(r) = 0,

and determine the domain of oscillations of the function R(r). Since p*(r) ~ f(r), this
domain of oscillations, 71 < r < 72, is almost identical to the domain of classical motion,
r1 <r<re.
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we conclude that, in the semiclassical approximation, it has the form

20A—-¢) 1
z2 n2 0
i.e., the requisite linearity in € holds. One can expect that in the general case, too,
the right-hand side of equation (A.125) will be almost linear in . Thus, we arrive
at the following iteration scheme for determining the eigenvalue € = €,,4:

(0 _ 9 1o(r') —poclr®) 47 [ (w*) — o(r) + M)2
2 Opo(r*)  Opeo(r”) ™ e
Oe Oe —°
(A.126)
(s is the iteration number).

The values of the functions ¢o(r) and @ (r), and also of dpy(r)/de and
0¢oo (1) /0, in the point r = r* can be found with the help of the values of Ry(r),
Ry (r) and R (), RL, (1), which in turn are obtained via the numerical integration
of equation (A.113). Starting from (A.121), let us construct continuous functions
wo(r) and @0 (r), using the principal branch of the function arctan and setting

a(r) = p(r):

arc T Bo(r) T i Ro(r)
Lol () + o  gy >0
po(r) =
O arctg (p(r) RO(T)) + 7k +1), if Bo(r) <0
Ry(r) © O Ry(r)
arctg (p(r)ngZ:;) —m(ka+1), if ];Z:E:; >0,
Poo(r) =
arct ( (T)ROO(T)> — 7k if Bos(r) <0
S\ R T Ri(r) =

Here ky [resp., ko] is the number of zeroes of Ry(r) [resp., Roo(r)] in the interval
(0,77) [resp., (", 00)].
To calculate Op/0s we resort again to formula (A.121), setting a(r) = p(r):

1 dp 1 R(r) . 1 OR(r)  R(r) OR'(r)
cos2g035_p(r)R’(r)+p(){R’(r) 0= (RI(r)? e }

whence

L RVR0 + plr) [R’m IR0 _ Ry 33'(’”)}
dp _ p(r) Oe Oe . (A.127)
9 (R (r))? + p? (1) B2 (1)
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Using the Schrodinger equation (A.113) one can show that

d ., JOR(r) OR'(r)] 52
i R'(r) 56 — R(r) e }2]% (r). (A.128)

To this end it suffices to differentiate equation (A.113) with respect to € and then
multiply the resulting equation by R(r) and subtract from it equation (A.113),
multiplied by OR(r)/0s. Now integrating (A.128) we obtain

Ry(r) 8.35);7") — Ro(r)a}g)g(r) = 2/R(2)(T) dr,
0
. ORw(r) ORL(Y) o [ o
R () ) R Pl — / R (r) dr.

Therefore, in view of (A.127),

1
Ry(r)Ro(r) 4+ 2p(r) | R2(r)dr
doir) PO o/ O

e (R(r)? + p*(r)R3(r) L
(A.129)
Lo — r [ 2 (r)dr
oy oy o)A (r) = 2000 / R2.(r)d

oe (R (r))? + p*(r)R2,(r)

r=r*

We see that when the iteration scheme (A.126) is used, it suffices to know
the values of the radial function R,(r) and of its derivative R/ ,(r). Hence, in
the actual calculations of energy levels and wave functions it is natural to resort
directly to a difference scheme for the Schrédinger equation (A.113), without using
the equation for the phase ¢(r).

Remark 1. To understand the role played by the function a(r), let us con-
sider the following model eigenvalue problem:

'+ Ey=0, 0<z<l.

We need to select the values of k for which the boundary conditions (0) = y(1) =0
are satisfied; clearly, k = nw, where n =1,2,....
Let us pass to polar coordinates:

y = g(z)singp(x),

/

y' = g(x) cos p(x).
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Figure A.6: Dependence of the value ¢(1) on k for a = 1 (left) and a = k (right)

For the solution y = sin kz, which satisfies the boundary condition y(0) =0, we
have
gsinp =sinkx, gcosy = kcoskx,

whence

1
tanp = A tan kx.

Imposing the boundary condition y(1) = 0 at z = 1, we obtain

tan (1) = tank Oy _ k—sinkcosk
LS L) we1 k2cos?k+sin?k’
In particular,
oo | B k= +nm,
Ok

v=1 1/k, if k=nm.

The equation that determines the eigenvalues k& reads

o(1) = mn.

Newton’s method proves ineffective in solving this equation, because the value
of ¢(x) for x = 1 depends on k in an highly nonlinear manner (see Figure A.6 (left),
which shows the values of p(z)|.=1 as a function of k). As one can see from this
figure, convergence may fail due to the stepwise character of the function. However,
if we put ¢’ = a(z)g(x) cosp(x) and substitute a(z) = k in this expression, then
the phase is smoothed out and for z = 1 we obtain tan ¢ = tank, i.e., ¢ = k (see
Figure A.6 (right)). Now Newton’s method will converge after one iteration.

Remark 2. When the energy levels are calculated in the semiclassical ap-
proximation by means of Newton’s method directly from the Bohr-Sommerfeld

quantization rule
ra(e)

/ pee(r)dr == <nr + ;) ;

T‘l(E)
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it is natural to write the latter in a form similar to (A.125):

ra(€)
™
0. (@)= [ patryir+ ],

7‘1(6)

2 1

[p(e) + mf)? Cn2?

Then, by (A.126), we obtain the iteration scheme

wrn_ o, W@+ 7 {1= [(6e) + 7t)/(mo)]’}

e 7 A.130
,05(6) o (4130
Oe
where
Tz(&‘)
dp(e) dr
Oe Pee(r)’

r1(€)

A.5.3 Difference schemes for calculating radial functions

To find the values of the solution R(r) of equation (A.113) one usually employs
difference schemes of sufficiently high order of accuracy, with a constant or variable
step in r. First let us consider a very simple difference scheme of 4-th order of
accuracy for the equation v’ = g(z), on a uniform grid z;41 =x; + h (i =
1,2,...,N). Integrating this equation we obtain

v(z) = /(a: —t)g(t)dt +v; + Ci(xz — z;), where v; = v(x;).
This yields

x; Ti41

Vi41 — 2'0i +vi1 = / (t - $Z,1)g(t) dt + / (l'iJrl - t)g(t) dt. (A].S].)

Ti—1 z;

To calculate the integrals we can approximate the function g(z) on the in-
terval € (x;—1,x;41) in various ways. Let us use the quadratic interpolation

_ Jit1 — gi—1 Jit1 —29i t+ gi—1 2
glz) =g+ 77 ) 7 (@ — @) + op? (z— )%
Substituting this expression in (A.131), we obtain
Vi1 — 205 + v 1
o h; P=git 12 (gi+1 — 29i + gi—1)- (A.132)
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Let us find the order of accuracy of this scheme. By Taylor’s formula

h? R® ey h?
) U m (iv 5
Vix1 = v; T Uih 4 U] 2j:vz 6+U1 24—l—O(h ),
and so

2
Vip1 — 205 + Vi1

h?
3y — 3
12 +O(1) = gi+g7 |, +O).

ivh
:U;I+U§ )12

Since, by Taylor formula for g(z),
git1 — 29 + gi—1 = g{'h* + O(h?),
we conclude that

Vg1 — 205 + Vi1

1 3
52 =9+ 12(9i+1 —2g; + gi—1) + O(h”).

A comparison with (A.132) shows that, for given values of v; and v;_1, we
indeed obtained a 4-th order scheme for v;1.

Let us apply the results obtained above to the numerical integration of an
equation of the form v” = F(z)v (for example, of the one-dimensional Schrédinger
equation). Setting g(z) = F(x)v in (A.132), we have

Vit — 20; + v;_ 1
T h; ' = Foi + 12(Fi+1’01:+1 = 2Fv; + Fi_1vi-1),

which leads to Numerov’s scheme [83]:

h? 5 4 h?
1— 12Fi+1 Vi+1 — 211+ 12h Fl v; + 1-— 12Fi,1 Vi1 = 0. (A133)
To apply Numerov’s scheme for the numerical integration of equation (A.113)
on a grid uniform in r we must set
L+1
'Ui:R(TZ‘), F1:—2[€+V(7"Z)]+ ( —’2_ )7 h:Ti+1—7”Z', 122,37...,N—1.
This yields
1+ ,h*F, 1— Lh2F

Riy1 =2 i —
A Y 3 1— Lh2Fy,

R;_y. (A.134)
If the values of R(r) for » = r; and r = ro = r; + h are given, the scheme
(A.134) allows us to calculate the values of Ry(r) at given points of the grid. To
calculate R (), we can apply the scheme (A.133) for r < r, in the form
512 132
1+ 5 h%F, 1— Lh%F,

Ri1=2 R; — Rt A135
R T ) T R B ) S ( )



A.5. Phase method 401
A.5.4 The radial functions near zero and for large values of r

To be able to use formulas (A.134) and (A.135) we must know the values of the
function R(r) in two initial points r1, 72 (and, correspondingly, in the points 7y
and ry_1). First let us consider the problem when the integration of equation
(A.113) is carried out starting from the point » = 0 in the direction of increasing
values of r.

To determine the values of R(r) in the neighborhood of zero (i.e., for r a 0),
we recast equation (A.113) as

LL+1)
R" — 2 R = f(r)R, where f(r)= —2[c+ V(r)]). (A.136)

In the problems at hand lim,_,o 7V (r) = Z. If we regard the right-hand side
of (A.136) as a known function, then using Duhamel’s principle, which enables us
to express the solution of the nonhomogeneous equation in terms of the solution

of the homogeneous equation, we obtain

s " o 20+1
R=crie g [1_ () ]f(rl)(T’)ZR(r’)dr’.
0

Setting
R(T) = CT[Hy(r), where lirr(l) y(r) =1,
we have
1 . o 26+
=ty [[1-(5) |

0

Since the function r f(r)y(r) has a limit when r — 0, to calculate the integral
for small values of r one can replace rf(r)y(r) by its linear approximation,

rf(r)y(r) = a+br,

where a = —2Z. After integration we obtain

Z br
y(r):“”"(_eﬂ * 2(2£+3))'

Setting here br = 27 + rf(r)y(r) and C = Cy, we see that for small r

L+2)Zr
(L+1)(2¢+3)
_ ()

2(2¢ + 3)

Ro(’l“) = Co’r‘“_l (Co > 0) (A137)

Now using (A.137) one can find the values Ro(r1) and Rp(r2), and then
employ formula (A.134) to calculate Ry (7).
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For r = ry, in accordance with the choice of the sign of the function R(r) for
small 7, we put Roo(7n) = (—=1)""“"1C4 (where Coy > 0). The value Roo(ry_1) is
calculated by using the semiclassical approximation, which works well if the point
ry is sufficiently far from the second turning point r = 7, i.e., f;;N Ip(r)|dr > 1
(here 71 and 79 are the turning points, which should not be confused with the
grid points r; and 72). On the other hand, note that for too large values of ry
the computation of R, (r*) is plagued by an accumulation of rounding errors. For
this reason, in computations it is convenient to choose ry from the approximate

TN
equality [ |p(r)|dr =~ 10.
T2

Thus, in the semiclassical approximation

= p(TN) ex Ji T T T
Roo(er)—\/’p(TN_l) b / ip(r)ldr | Roo (ry). (A.138)

When the iteration scheme (A.126) is used, in addition to the values Ry(r*)
and Roo(r*), which can be found with the aid of (A.134) and (A.135), we need to
calculate R((r*) and R, (r*). The value of the derivative R/(r) can be recovered
from the values of the function R(r) by means of Taylor’s formula, recalling that

R'(r) = F(r)R(r):

2 3 4
R(r+h) = R@)£hR(r) + ) F@)R()E s [FERE)] + Z!

2 31 [F(r)R(r)]"+O(n%).

Solving the expression for R(r + h) — R(r — h) with respect to R'(r), we
obtain the requisite formula with accuracy O(h*):

R(r) = (R(r +h) — R(r — h))/(2h) — h>F'(r)R(r)/6
N 1+ h2F(r)/6 ’
After the energy eigenvalues are calculated via the scheme (A.126), the radial
function R(r), which must obey the normalization condition [ R*(r)dr = 1 and
0

be continuous in the point 7 = r*, can be found in terms of the functions Ry (r)
and Ro.(r) calculated following the recipe

Ro(r)
Ro (T*)

o0 (7)

R
R(r)=D forO<r<r*, R(r)=D for r > r*,
) =0

where



A.5. Phase method 403
A.5.5 Computational results

To calculate the function R(r) by means of the difference scheme (A.133) with
a constant step Ar = h we need a sufficiently large number of points r;. This
is connected with the fact that in the region of small values of r the function
Up(r) = =V (r) + £(¢ + 1)/(2r?) varies rapidly. It turns out that more reliable are
the difference schemes with variable step Ar; used in numerical integration, for
example, the Runge-Kutta scheme with automatic choice of step for a given order
of accuracy.

In practice, instead of r it is more convenient to take x = y/r or x = lnr
as independent variable. Then one can use, as above, the Numerov scheme with
Ax =const. For example, in the case = /r, the change of variables x = /r,
R(r) = y/zW(x) transforms (A.113) into an equation that does not contain the
first derivative:

2w LA+ + 3

g2 = F(x)W(z), F(z)=-8r[e+V(r)] .

r=x2

Similarly, the change of variables = Inr, R(r) = ¢*/?W (z) transforms (A.113)

into the equation

= F@W(), F)= (z + ;) — 2 e 4+ V(1))

r=e®

The integration of these equations by Numerov’s method is carried out in the
intervals (z1, 2*+Az) and (z*—Awx, z,,) using the initial values W (z1) and W (z2),
obtained by means of formulas (A.137), and the values W(zy) and W(zn_1),
obtained by means of the semiclassical approximation (A.138).

Computations have shown that the iteration process (A.126) is computa-
tionally efficient [155]. To illustrate the accuracy of the computations and the
rate of convergence of the iterations tables A.5 — A.6 list the successive values

of the energy, 6(2)[, for the Thomas-Fermi potential (with Z = 79, T = 1 keV,
p = 0.1 g/cm?), obtained by Numerov’s method. Results are shown for different
numbers N of points of a grid that is uniform with respect to \/r/ro, ro = 17.4.
The exact value of €, was obtained by means of a Runge-Kutta method with
accuracy control (error smaller than 10~°). To simplify the tables the results are
displayed for n < 4 and n = 9. For n > 4, as computations have shown, the
convergence rate does not get worse.

0 ~ . . . . .
The initial value 6(‘")@: €ne Was calculated in the semiclassical approximation
by means of formula (A.130). The influence of the initial approximation on the
rate of convergence of the iterations is illustrated by Table A.6, in which in the

0 - . 0 ~
first column one takes E(n)g = 1.5,¢, in the second one takes a(n)g = 0.5&,¢, and

0 ~
in the third, for comparison, one takes a(n)g = &, (the number of grid points is
N = 500).
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Table A.5: Iterations (g)ng for the Thomas-Fermi potential (Z =79, T'=1 keV
p=0.1 g/cm?)

n £ N =125 N = 250 N = 500 ene (Runge-K.)
1 0 —2661.98638940 —2902.33409669 —2852.65239995 —2849.17788058
—2852.68543528 —2848.54090217 —2849.04011851
—2858.53546993 —2848.92042311 —2849.04118595

—2858.95317352 —2848.92011080 —2849.04118589
—2858.98357033 —2848.92011107 —2849.04118589
—2858.98578532 —2848.92011107

—2858.98594674

—2858.98595851

—2858.98595936

—2858.98595942

—2858.98595943

2 0 —595.37770290 —628.38311020 —626.10921430 —624.43437793
—626.58135038 —624.41279501 —624.42145950
—625.54395006 —624.42421953 —624.42095247
—625.54288033 —624.42418770 —624.42095251
—625.54288041 —624.42418779 —624.42095251
—625.54288041 —624.42418779
2 1 —599.25361751 —604.09464834 —607.58726534 —609.04915129
—609.22795813 —609.07079676 —609.05232485
—609.15574781 —609.06222871 —609.05155792
—609.15607315 —609.06223107 —609.05155793
—609.15607167 —609.06223107 —609.05155793
—609.15607168
3 0 —253.66806911 —258.23657499 —259.25176745 —258.66158054
—259.18033446 —258.66602217 —258.65927606
—259.02899288 —258.66463146 —258.65876493
—259.03004624 —258.66463557 —258.65876498
—259.03003834 —258.66463556 —258.65876498
—259.03003840 —258.66463556
—259.03003839
3 1 —256.83614063 —254.16789552 —252.72990557 —252.93686050
—253.02176538 —252.94593219 —252.93777058
—253.00603191 —252.94287109 —252.93767461
—253.00611075 —252.94287199 —252.93767461
—253.00611035 —252.94287199
—253.00611036
3 2 —242.92187909 —244.07358263 —244.48978619 —244.18008049
—244.19337568 —244.18113102 —244.18084667
—244.18867280 —244.18110016 —244.18066156
—244.18867866 —244.18110016 —244.18066156
—244.18867865
4 0 —137.81652997 —139.71655719 —139.66788434 —139.43180899
—139.60745024 —139.43457064 —139.43126146
—139.61361153 —139.43518570 —139.43079378
—139.61357070 —139.43518385 —139.43079379
—139.61357098 —139.43518386 —139.43079379
—139.61357097
9 0 —21.63165056 —21.79779582 —21.80696817 —21.78817276
—21.81917858 —21.78936719 —21.78817983
—21.81724104 —21.78936920 —21.78819009
—21.81725231 —21.78936920 —21.78819009

—21.81725225
—21.81725225



A.5. Phase method 405

Table A.6: Same as in Table A.5, but for different values of (g)nz (the number of
grid points is N = 500)

noo Q=158 @ 0= 0.58, Q=
1 0 —4278.97850992  —1426.32619997 —2852.65239995
—2001.57021032  —2306.53497848  —2849.04011851
_2848.87180002  —2811.28303020  —2849.04118595
—2849.04119440  —2848.94523986  —2849.04118589
—9849.04118589  —2849.04119117  —2849.04118589
_2849.04118580  —2849.04118589
—2849.04118589

2 0  —939.16382146  —313.05460715  —626.10921430
—716.82873046  —583.03029883  —624.42145950
—630.81321159  —624.21186547  —624.42095247
—624.43131044  —624.42098171  —624.42095251
—624.42095156  —624.42095251  —624.42095251
—624.42095251  —624.42095251
—624.42095251

2 1 —911.38089801  —303.79363267  —607.58726534
—707.84877667  —542.48283307  —609.05232485
—615.49440987  —609.39429220  —609.05155792
—609.06707413  —609.05159433  —609.05155793
—609.05155778  —609.05155793  —609.05155793
—609.05155793  —609.05155793
—609.05155793

3 0  —388.87765117  —120.62588372  —259.25176745
—279.42283108  —304.63958151  —258.65927606
—260.04599856  —267.38720905  —258.65876493
—258.66189055  —258.83742839  —258.65876498
—258.65876469  —258.65879800  —258.65876498
—258.65876498  —258.65876498
—258.65876498  —258.65876498

3 1 —379.09485836  —126.36495279  —252.72990557
—242.77148845  —261.07316148  —252.93777058
—253.14347454  —253.08076261  —252.93767461
—252.93776185  —252.93771602  —252.93767461
—252.93767461  —252.93767461
—252.93767461  —252.93767461

3 2 —366.73467928  —122.24489309  —244.48978619
—320.73651407  —247.25T17717  —244.18084667
—281.47443353  —244.20017403  —244.18066156
—248.77557031  —244.18066221  —244.18066156
—244.22545811  —244.18066156
—244.18066524  —244.18066156

—244.18066156
—244.18066156

4 0 —209.50182650 —69.83394217 —139.66788434
—120.09361223 —145.24226617 —139.43126146
—142.05794293 —139.65009864 —139.43079378
—139.48393238 —139.43119357 —139.43079379
—139.43081592 —139.43079378 —139.43079379
—139.43079379 —139.43079379
—139.43079379 —139.43079379

9 0 —32.71045225 —10.90348408 —21.80696817
—21.72346630 —21.37967389 —21.78817983
—21.78806957 —21.78248161 —21.78819009
—21.78819009 —21.78818932 —21.78819009
—21.78819009 —21.78819009

—21.78819009
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The relatively large value of N is connected with the fact that the same grid
was used for all values of n (n =1,2,...,9). Fixing the number of grid points to
be the same N for all wave functions is convenient in the computation of the self-
consistent atomic potential, electron density, and so on (in doing so, the function
Rio(r), for example, is different from zero only in the first 20 points of the grid).

As the third column of Table A.5 shows, already the first iteration practically
allows us to obtain the five true digits for the energy eigenvalue. A manifestly
bad initial approximation (see Table A.6) increases only slightly the number of
iterations. It is clear that the phase method can be applied to the solution of many
other eigenvalue problems.

A.5.6 The phase method for the Dirac equation
Dirac’s system of equations reads

d

drF(T) + I:F(r) = [€+V(T) +

}va
(A.139)

G(r) — TG(’I‘) = —ale + V(r)|F(r),

where € = e,,¢; is the energy eigenvalue, F/(r) = Fyy;(r) and G(r) = Gnei(r) are
the large and respectively the small radial wave functions times the radius r, £ is
the orbital quantum number, j = ££1/2 is the total momentum quantum number
(j>0)and k = —2(j — 0)(j +1/2).

The system (A.139) is easily integrated numerically. To construct an itera-
tion scheme for finding energy levels we follow the earlier considerations for the
Schrodinger equation.

Using the functions

o =ale+ver+ 2] xn=ak+ v,
introduced in [80, 236], and the change of variables
F(r)=/n(r) P(r), G(r)=/x(r)Q(r)

we obtain for P(r) the equation (see (2.37))

d*pP

a2 T k*(r)P =0, (A.140)
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To calculate the energy eigenvalues one can use an iteration scheme entirely similar
to that for the Schrodinger equation:

(41 _ ) Loo(r*) = oo )+t {1 (@0(7”*) saoow)w)?}

)

2 9po(r*)  Opoo(r”) ™ _©
Oe Oe
(A.141)
where
P *) FPo(r*
arctan _ 0 :* } + k1, if PZE:*; > 0;
po(r) =
PO ’I”* . Po(’l"*)
arctan Pé (r } + 7wk +1), if Pl < 0;
P (r*) . Poo(r®)
t —7(ko +1 f 0
LT ( )P&(T*J T 1 ey 7 O
s Palr) Pa(r?)
. o ¥ ] o r*
arctan _k(r )P’ (r*)} — ks, if PL(r) <0

1
Here k?(r) = k*(r)— ,, k1 is the number of zeroes of Py(r) from r = 0 to r = r*,
and ks is the number of zeroes of Py (r) from r = r* to r = ro. The position of the
point r* is determined by the condition that it must lie in the region of oscillation
of the function P(r), and that (& k(r)|,—~ =~ 0. The values of the derivatives
0po(r*)/0e and Opso(1*)/0e are calculated by means of the formulas

Do) ( aagk(r))Pé(T)Po(T)—&-k(r) 0/ < 836 kz(T)> P2(r) dr

Oe (Py(r))? + K (r) P2(r) ’

- ( ik(r))P;ow)Poo(r)—k(r)f( 750 Ly

Opoo(r o
Oe (PL(r))? + & (r) P2 (r)

For small r the value of Py(r) can be determined by isolating the principal
singularity for r ~ 0. Writing (A.140) in the form

r=r*

d*Py  v(v+1)
d’f'2 - T2 PO ::LL(T)PO7

1
1/:72+\//£27042Z2
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and proceeding much like in the case of the Schrédinger equation (i.e., setting
Py(r) = Cor**t'y(r),y(0) = 1), we obtain

v L+ (v +2)ar/[(2v + 2)(2v + 3)]

PO(T):C 1— ()’F2/(4V—|—6) )

where Cj is the normalization constant and a = lim,_o7u(r). In order to find
the asymptotic behavior of Py (r) when r — oo it is convenient to resort to the
semiclassical approximation.

Let us emphasize that it is advisable to integrate numerically the system
(A.139), and then to use P(r (r)/+/n(r) in the iteration scheme (A.141).
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