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Preface

The present Lecture Notes in Statistical Mechanics were written for the students
of the ICTP Diploma Course in Condensed Matter Physics at the Abdus Salam
ICTP in Trieste, Italy.

The lectures cover classical and quantum statistical mechanics with some em-
phasis on classical spin systems. | give also an introduction to Bose condensation
and superfluidity but I do not discuss phenomena specific to Fermi particles, being

covered by other lecturers.
I.V.
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Tables

Table 1: Ensembles in statistical mechanics

Ensemble

Partition function

Thermodynamic potential

Microcanonical

AQ(E, V, N)

S(E,V,N) = kg In AQ(E, V, N)

Canonical

Z(T,V, N)
=3, e Ei(V.N)/kpT

= [AQ(E,V, N)e BV:N)/ksTgp

Y(T,p,N)

F(T,V,N) = —kgT'In Z(T,V, N)

G<T7p7 N) = —]{?BTIDY(T,]), /J“)

Grand canonica

E(T,V, )
=Y el Z(TV,N)

J(T,V,p) = F —puN = —pV
= —kgTInZ(T,V, 1)




. Vilfan

Statistical Mechanics

Tables

Table 2: Thermodynamic functions

Thermodynamic functions Natural | Total differential

(Definition) variables
Entropy
S (E),V,N | dS =d(E)/T + pdV/T — udN/T

Internal energy

(E) S, V,N d(E) = TdS — pdV + pudN
Enthalpy
H = (E)+pV S,p, N dH =T7dS + Vdp + pdN

Helmholtz free energy
F=(E)y-TS

T.V,N |dF = —SdT — pdV + udN

Gibbs free energy
G=F+pV=Npu

T,p, N dG = —SdT" + Vdp + pdN

Grand potential
J=F—-G=—-pV

TV, i dJ = —-Sd7T" — pdV — Ndu




l. Vilfan Statistical Mechanics Tables

Table 3: Relations of different thermodynamic quantities to the partition function

Canonical partition function
(constant number of particles)

Z(T,V,N) = [ AQ(E,V, N)e PEdE

Discrete energy levels:
Z(T7 V7 N) = Zz e_ﬁEi

|

Free energy

F(T,V,N)=—kgTInZ(T,V,N) G(T,P,N)=F(T,V,N)+ PV
Pressure Entropy Entropy \Volume
P=—(3)r  S=—-(5v S=—(5F)r V= (5p)r
Inverse Heat capacity Heat capacity Isotherma
compressibility (constarit) (constantP) compressibility
e==-V(Hr Ov=T(5F)v Cp=T(53)r  rr=—3(5p)r
=V(ZEr  =-TGEv  =-T(3Sr  =-+G9r

Xi
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Chapter 1

Foundations

1.1 Introduction

A macroscopic system is, typically, composed of the order0dt particles. It
is impossible to know, investigate, or describe the exact microscopic behaviour
of eachindividual particle in such a system. We must limit our knowledge to the
average propertiethermodynamic quantitidike the temperature or pressure and
correlation functions

Statistical mechanics is the bridge betweenrtheroscopicandmacroscopic
world, it provides methods of calculating the macroscopic properties, like the spe-
cific heat, from the microscopic information, like the interaction energy between
the particles. The essential ingredient of statistical mechanics igrtfiability
distribution i.e., the collection of occupancies of differexmnfigurationgmicro-
scopic states).

Phase SpaceConsider as an example the ideal gasvoparticles in a three—
dimensional space. The Hamiltonian is

3N 2
D;
=1 INE=?

(p; is the component of the momentum, is the particle mass, anid; the in-
teraction between particles. The interaction term is necessary for the system of
particles to reach thermal equilibrium, but it can be neglected compared to the
kinetic energy.). Th@N coordinates andN momenta form thé NV dimensional
phase spaceEach point in the phase space represemscaoscopicstate of the

1
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system. The microscopic state changes in time according to the canonical equa-
tions of motion:

—_aﬂ and —aﬂ
p]_ aqj qj_apj'

(1.2)
and traces #&rajectoryin the phase space.

Ensembles The system is completely described if we know the coordinates
and momenta of all particle§ § variables - a terrible task). To get amerageof
a physical quantity, sayt, one should make the time average over a long segment
of the trajectory (a collection of consecutive configurations) of such a system in
the phase space,

()= tim — [ At p0) e (1.3)

However, usually we know neither the exact microscopic state, i.e., the loca-
tion of the system in the phase space, nor the trajectory. What we can know, is
the macroscopic state (temperature, pressure, volume, ...). Instead of studying a
particular microscopic state and the trajectory over the phase space, we investigate
anensemble of systemis., a collection of all possible microscopic systems, all
belonging to the same macroscopic state.

Ergodicity. To calculate the average of a physical quantity, we substitute the
time average over one system by an average over an ensemble of equivalent sys-
tems at fixed time:

(4) = | Aa.pbp{a.p)d™ o™, (1.4)

The integral is over the whole phase spateand p is the probability density

in the phase space, it is the probability that a unit volume of the phase space
is occupied. So, instead of thiene averagewe make arensemble average at
fixed time When the time and the ensemble averages are equal, we say that the
system iergodic In an alternative but equivalent definition we say that a system

is ergodic if it evolves in such a way that it visits wiglgiual probabilityall points

of the phase space which are accessible from the initial configuration subject to
the constraint of energy conservation. In other words, the trajectory in the phase
space of an ergodic system will spend equal time intervals in all regions of the
constant energy surface. Most of the physical systems of interest in statistical
mechanics are ergodic, so we will in most of the cases replace time averages by
the corresponding ensemble averages.

2
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"(E Soter

Figure 1.1: Constant-energy sur-Figure 1.2: Constant-energy shell
face in the phase space. The area ah the6/N-dimensional phase space.
the surface in th&/N-dimensional The number of states in the shell is
phase space I8(F). AQ(E).

For the above example of an isolated ideal gas, the total energy of the system
is constantH = E, the trajectory lies on the constant-energy surfacg) in the
phase space and the ensemble averageisf

) = 575 gy AP DE (15)

(The integral is over the constant energy surfA¢g).) For quantum systems as
well as for classical systems with discrete energy levels, the number of configura-
tions is an extremely irregular function of the enerfgy Therefore we introduce

a narrow energy interval of the width £ and the ergodic hypothesis is general-
ized so that all the configurations, satisfying the condition that their energy is in
the interval betweer’ and F + AFE, are equally likely to occur. The number

of configurationsA() with the energy in the interval betwedn and £ + AFE

is proportional to the volume of the corresponding shell in the phase space. For
indistinguishable particleg\(? is:

1

AQ(FE) = AN N

1. (1.6)
E<H<E+AE

In principle, all systems in Nature obeuantum statistical mechanicthe
energy levels are discrete, identical particles are indistinguishable and their wave-
functions are either symmetric (Bosons) or antisymmetric (Fermions) upon ex-
change of two particlesClassical statistical mechanigs valid only as a special,
limiting case when the average occupatiomoysingle—particle quantum state is
<< L.
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Although we will discuss only statistical mechanics of systems in equilibrium,
l.e., equilibrium statistical mechanicthere is a growing interest inonequilib-
rium statistical mechanicghich investigatesteady, stationargtates of nonequi-
librium systems.

1.2 Ensembles in Statistical Mechanics

An ensemble is a collection of many configurations of a system, all describing the
same thermodynamic state. We start with a discussion of isolated systems.

1.2.1 Microcanonical Ensemble and the Entropy
(Isolated Systems)

A microcanonical ensemble represents a collection of configurations of isolated

systems that have reached thermal equilibrium. A system is isolated from its

environment if it exchanges neither particles nor energy with its surrounding. The

volume, internal energy and number of particles of such a system are constant
and are the same for all configurations that are part of the same microcanonical
ensemble. Instead of working with constant energy surfdég), we consider all

the states with the total energy in a narrow energy interval betWesamd £+ A E.

All such configurations are lying in a thin shell in the phase space and the total

number of configurations IAf).

Closely related to the ergodic hypothesis is fiastulate of equal weights
which says that in equilibrium of an isolated systat the configurations with
equal energy are equally probabl&or a system, belonging to a microcanonical
ensemble, therefore, the probability for being in a configuratiop; with the

energyH ({q:, p:}) is:

{api}) = { VARE)  ESHnp)) SEEAR

AQ(F) is the number of configurations having the energy in the intebrat
H({q:,pi}) < E+ AE. All configurations{g;, p;} which fall into this energy
interval are occupied with equal probabiljy{g;, p; }).

4
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Entropy and Probability

Probably the most fundamental thermodynamic quantity in statistical physics is
theentropy Entropy is a concept, defined only foracroscopicsystems. A sys-

tem of only a few particles does not have an entropy. The entropy is a measure of
disorder in the system. and is additive function of state

Let us consider an isolated system composed of
! two subsystems, which are in contact with each other
1 2 so that they can exchange energy and particles. As
a result of the contact between the two subsystems,
an additional uncertainty has been introduced into the
system (at the beginning we knew the energy and the number of particles of each
individual subsystem, at the end we know only the total energy and number of
particles of the whole system).

We postulatethat the entropy is The entropy is an additive quantity, therefore:

S =5+ 5, (1.8)

We postulatethat the entropy is

S = kpIn AQ. (1.9)

This relation was discovered by Ludwig Boltzmann and is therefore called the
Boltzmann equation. The proportionality constaptis the Boltzmann constant
and is determined by relating the statistical definition of the entropy to the ther-
modynamic definition. The Boltzmann equation provides the bridge between ther-
modynamics (entropy) and statistical mechanics (number of configurations).
The entropy plays the role of thermodynamic potential for microcanonical

ensembles(—.S) is minimal for an isolated system in equilibriuri’ ( £ and N
are kept constant). From thermodynamics we know that the total differential of
the entropy is:

TdS(E,V,N)=dE + PdV — udN. (2.10)

(This is thefirst law of thermodynamics This equation provides statistical
definitionof the temperaturé’, pressure” and chemical potential:

1 08

5
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P:T(as> , (1.12)
ov N.E

08
= _T(= . 11
= (5),, w19

T, p andu areintensivequantities, they are independent/éfwhereas the entropy
and the energy areextensivequantities, they are proportional to the number of
particlesN.

1.2.2 Canonical Ensemble and the Free Energy
(Systems at Fixed Temperature)

A canonical ensemblis a collection of closed systems at constant temperature.
Closed systems have fixed number of particles and volume but can exchange en-
ergy with their surroundings. The energy of a closed system is therefore not con-
stant. As an example we can imagine a gas of particles (air molecules, e.g.) in a
closed container at constant temperature.

Consider now an isolated system composed of
a small closed (sub)systeswith N particles in
a volumeV and of a “heat bath”l) at tempera-
tureT. Let the two subsystems be in contact so
that they can exchange energy but no particles. In
equilibrium, the systems has equal temperature
as the heat bath. Now, the energy of the small
system,FE, is no longer fixed and the system
Figure 1.3: A small closedWill be in any energy staté, in each one with
system §£) in contact with a a different probabilityp; . The heat bath must be
large system, called “bath.”large (V, > N;,), so that the change in the energy

s and bath can exchange erf the bath,£;, during energy exchange between
ergy. the small system and the bath, is negligible. Ev-

idently, since the compound system (= system +
bath) is isolated, the total energy = E}, + E is constant and the compound sys-
tem belongs to a microcanonical ensemble for which the number of configurations
in the energy interval betweehy andE; + AFE is:

bath

AQt<Et) = AQS(ES)AQb(Et - Es) (114)

6
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We first expressa\(2, with the entropy via the Boltzmann equation (1.9) and then
expandn A, to first order inE,:

a5 E,
kpIn AQ(E, — E,) = Sy(E, — E,) ~ S,(E,) — <8Eb> E, = Sy(E,) — =2,
(1.15)
Thus,
A (B, — E,) = AQy(E,) e PP = ¢ e PP, (1.16)

Here, the constartt’ is independent oF, andj is the inverse temperaturg,=
1/kgT.

The (normalizedprobability for the systens having the energy betweedn,
andF, + dE, is:

AQ(Es) AQy(Ey — Eg)dE;

B)AE, — .
p(E:)dE, [ dE,AQ(E,) A (E, — E,)

(1.17)

After expressing\Q,(E; — E) with (1.16) we find theprobability density
PE) = p(B)e . (1.18)

wherep(E;) = AQ(E;)/AFE is the density of states (number of states per unit en-
ergy interval).Z is called thepartition functionand is the normalization constant,
depending on the temperature, volume and number of particles of the system

Z(T,V,N) = / p(E)e PEdE. (1.19)

(Here we omitthe index.) Z(T,V, N) is a Laplace transform of the microcanoni-
cal partition functiomAQ(E) = p(E)AE. For systems with discrete energy levels
we replace the integral either by a sum over all the energy lévels

Z(T,V,N) Zgle PE (1.20)

(¢9; Is the degeneracy of the energy lelelor by a sum over all configuratiorns

Z(T,V,N) Ze PE: (1.21)
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The role ofZ is much more important than just being the normalization con-
stant.Z is obtained by integration over the whole phase space. In this way infor-
mation on microscopic states of the system (coordinates and momenta of individ-
ual particles, e.g.) becomes lost but all thermodynamic information on the system
(with prescribed temperature, number of particles and volume) is retained and can
be obtained fron¥, as we shall see below.

The distribution in which the particles are in equilibrium with a heat bath at
temperaturd’ is called a canonical distribution similarly as the ensemble defined
by this distribution is called aanonical ensembld-or a system in equilibrium at
a fixed temperature, the system can (at least in principle) asses any energy. The
probability densityp(FE) is the same for all states with the same energy but it
decreases exponentially with increasing energy.

Free Energy

In this Section we will see the relation between the average of a physical quantity
of a canonical ensemble and the partition functin

The average energyl) and average generalized for¢&) in a canonical
distribution are given by

(B) = ;/E p(E)e PEAE = —;ﬁ In Z, (1.22)
1 OF 9 1
(X) = /Xp(E) e PR = /% eAE =~ 5 Sz (123)

x is the generalized coordinate, conjugate to the generalized force. Examples of
conjugate forces and coordinates are: pressure vs. volume in gases, magnetic field
VS. magnetization in magnetic systems; the generalized force is intensive while
the coordinate is an extensive quantity.

We introduce the (HelmholtZ)ee energyas:

F(T,V,N) = —kgTln Z(T,V,N) |. (1.24)

Like the Boltzmann equation (1.9) in case of the microcanonical ensemble, also
this equation relates thermodynamics (free energy) and statistical mechanics (par-
tition function).

Relation betweert” andS: We take the well-known relation from thermody-
namics:

8
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F(T,V,N) is a Legendre transform df (S, V, N)), by which the independent
variables are changed frof8, V, N) to (T, V, N).
The total differential ofF" is:

dF = —SdT — PdV + udN. (1.26)

Another Legendre transform relates the Helmholtz and the Gibbs free energies
F(T,V,N)andG(T, P,N):

G(T,P,N) = F(T,V,N) + PV (1.27)

For a list of thermodynamic functions and their derivatives, see Tables 1 to 3 in
the Appendix B. Exercise: Construct these tables for magnetic systems!

Stability and convexity of the free energi&ee Fig. 1.4). The Helmholtz free
energy F'(T, V') (for simplicity, we will omit V) is a concave (i.e, the second
derivative is negative) function d@f and convex function o¥” and the Gibbs free
energyG(T, P) is always a concave function of bathand P.

F G

Figure 1.4: Schematic behaviour of the Helmholtz and Gibbs free energies.

These properties follow from the fact that the system must be thermally and
mechanically stable, therefore the specific heat and the compressibility must be
positive quantities. We begin by noting that

oG, OF

S = —( ) . (1.28)

aiT)p - 8T 1%
It follows that
(5m) =—(32) =—7Cp <0 (1.29)
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and
0’F 08 1
—) =—(==) =—-=Cy <0. 1.30
(8T2)V <8T)V TCV _0 ( )
HenceG(T,p) andF (T, V') are concave functions df.

Together with equation (1.26) we see that for a system in equilibrium at con-
stantT’, V, N the distribution of a system over possible configurations is such that
Fisminimal ThereforeF' is also called canonical or Giblpstential

The next two properties are obtained by differentiating”, P) and F (T, V)
with respect to pressure and volume, respectively:

0*G oV
- (— = _V < .
(aPQ)T (0P)T rr =0 (1.31)

0’F oP 1
—) = —(=— > 0. 1.32
(8V2)T ((ﬂ/)T Vekr — ( )
Hence,G(T, P) is a concave function of pressufe and F'(7, V) is a convex
function of volumeV'.
The above properties are valid also for systems that undergo phase transitions.

1.2.3 Grand Canonical Ensemble
(Open systems)

Consider now a more general case with the system
of volumeV, being not only in contact with a heat
bath at temperatur€, but also exchanging parti-
cles with the bath. As an example we can imagine
a room at constant temperature with an open win-
dow. In this case, neither the energy nor the num-
ber of particles in the system (air molecules in the
room, e.g.) are fixed. Such a system is described
by thegrand canonical distribution

We proceed like in case of the canonical ensemble, we consider the total sys-
tem being part of a microcanonical ensemble, therefore the number of configura-
tions of the total system is:

bath

AQ(Et, Nt) - AQS(EZ, Ns) AQb(Et - ES, Nt - NS) (133)

10
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We expressi(2, with the entropy via the Boltzmann equation and then expand
In A, to first order inE, andN,:

k’B 1I1 AQb(Et — E57 Nt — NS) = Sb(Et — Es, Nt — Ns)
~ Sy(E, N,) — (85"> E, — (85"> N,

OFE ON
Es  uN;
= Sy(Ey, Ny) — == :
Sp(Ey, Ni) T + T
Thus,
A (B, — E,, N, — N,) = C e PEamnha), (1.34)

Eventually we find for the probability density of a system having the enérgy
and N particles:

1
p(E,N) = = p(E,N)e 1), (1.35)

where the normalization constanis called thegrand (canonical) partition func-
tion:

ST Vi) =Y / p(E,N) e PE-sNgp. (1.36)
N

(Again, we omit the index.) The grand partition functioi is related to the
partition functionz:

(T, V,p) =Y Z(T,V,N) eV, (1.37)

Thermodynamic quantities in the grand canonical ensemble

In analogy to the free energy in the case of a canonical ensemble, we introduce
the grand (canonical) potentidlwhich will be used for open systems:

J(T,V, 1) = —kgTIn= (1.38)

The total differential of/ is:

dJ = —SdT" — pdV — Ndpu. (1.39)
The entropy can now be expressed as
oJ _ Oln=
S:_<8T>V _k:BIanLk:BT( 5T )V : (1.40)
M S

11
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the pressure is:

oJ Jdln=
=== = kgT 1.41
P <8V>T,y, 7 < av )T,y,7 ( )
and the number of particles is
N=— (8‘]> — kpT (8111:) . (1.42)
I T,V o T,V

For a system in equilibrium at constdft V', andu, the distribution of a system
over possible configurations is such that the potentigl minimal.

1.3 Analogy Between Fluids and Magnetic Systems

Above, we have mainly discussed fluids (liquids, gases). When we want to con-
sider, e.g., magnetic systems, the above relations between thermodynamic quanti-
ties are easily written down for them as well. The potential energy of a magnetic
dipole . in a magnetic field? is

W = —pH (1.43)
and the work required to increase the magnetization of a system/big:
—Hdy. (1.44)
Hence, the first law of thermodynamics for magnets reads:
TdS = dE — HdM (1.45)

Comparing this equation with 1.10 we see that we only have to replace the "gen-
eralized force” - pressur® by the "force”, acting on the magnetic moment, i.e.,
by the negative magnetic field:

p— —H. (1.46)

Similarly, the "generalized coordinaté” is replaced by the "generalized coordi-
nate” of magnetic systems/:

V — M. (1.47)

Notice thatP and H are intensive quantities wherelsand M are extensive.

12
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1.4 Fluctuations

The microcanonical ensembtiescribes a collection of isolated systems where
neither energy nor the number of particles can fluctuate.

Energy fluctuations in the canonical ensemblghe canonical ensemble de-
scribes a system in contact with a heat bath. For such a system, the energy is
not exactly fixed, it can fluctuate aroud). We will now evaluate the square of
the energy fluctuations,

(AB)* = ((E —(E))*) = (E*) — (E)". (1.48)
In the canonical ensemble, the thermal average of the energy is

(E) = —;gg (1.49)

and the thermal average of the energy squared is:

2y _ 1 [ omgp_ 107
<E)_Z/E p(E)e PRI = o (1.50)
So, the square of the energy fluctuation is
10*°Z 107 0?InZ
AEY? = —— — (=272 =" =, 1.51
After expressing this wit &) (see paragraph 2.3.3) we get:
O(E) O(E)
2 _ _ 2
(AFE)* = R kgT 3T (1.52)
(AE)? = kpT?Cy. (2.53)

Here,Cy is theheat capacityit is an extensive quantity and is proportional¥o
The relative fluctuation of the energy is thus:

AFE ]{,’BCVT
% =/ v o (1.54)

wheree is the energy per particle ang is the specific heat at constant volume,
¢y = Cy/N. The relative energy fluctuation i 1/v/N and it vanishes as
N — o0, see Fig. 1.5. For macroscopic systems (i.e., in the lifit> oo), the

13
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p(E)
p(E)

Width Width

0 <E> 0 <E>

() (b)
Figure 1.5: Fluctuation in the energy of a small (a) and of a large (b) system.

distribution of energies in a canonical ensemble is so sharply peaked around the
average energy that tleanonical ensemble is equivalent to the microcanonical
ensembleFor later use we write Eq. (1.54) in the form:

_ ]\fT (B2 — (E)?) (1.55)

Fluctuations in the grand canonical ensemblew the number of particles is
not fixed, so we shall calculatd N (and AE). The calculation is analogous to
the above calculation for the canonical ensemble. We start with the grand partition
function

Cy

=T, Vou) =Y / p(E)e P E-mN) g (1.56)
N
and differentiate it twice with respect foby keepings andV constant,
1 0=
N)= ———, 1.57
W) BEO(n) (1.57)
1 0°=2
2
— , 1.
(¥) = 3z (1.58)
The square of the particle number fluctuation is:
9*In=
AN2:N2—N2:<> . 1.59
(AN) = (V) (V) = | gy ) (1.59)

For fluids at constarif’ andV/, we obtain from the thermodynamic relation (See
Table 1)pV = kgT'In =:

14
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?In= V &p
8u2 N /{ZBT 8,u2 .
We assume that the (Helmholtz) free energy can be writtdii(@sV, V)

= Nf(T,v), wheref(T,v) is the free energy per particle and dependd'cend
v =V/N. Then,

(1.60)

w(T,p) = f(T,v) +pv (1.61)
and o o (1 10
P v
—=—(-)=—-== 1.62
o2 Ou (v) v2ou’ (1.62)
where 9 91 8 5 .
H Hnop P
ov  Opov U&v K (1.63)
k7 IS the isothermal compressibility. We get finally that
(V2 — ()2 = kTR (1.64)

()

The square of the fluctuation in the number of particles is proportional to the
(isothermal) compressibility! This equation shows also that « +/N and that
AN/(N) vanishes a®& — oo. We conclude that the grand canonical ensemble is
equivalent to the canonical ensemble wiéf) — oo. The decision about which
ensemble is to be used to describe the investigated system does not depend on
whether the system is closed or open, but it is a matter of convenience. For later
use we rewrite Eq. 1.64 in a different form:

_ B

o ((N2) = (N)?) (1.65)

kT

The limit N — oo, in which the relative fluctuations become negligible, is
called thethermodynamic limit So far we assumed, or xr to be constant.

At a continuous phase transition however (see Section 1.5), these quantities and
consequently also the corresponding fluctuations divergel dengthscalesThis

makes life of experimentalists and of those who make simulations on computers
(both can deal with finite systems only) very difficult.

The fluctuations ofV around(N) or E around(FE) are - of course - time-
dependent processes! Therefore we have to assume that the systems are ergodic
in order to identify theime averagewith anensemble averagehich we actually
calculated.

15
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Fluctuation-Dissipation Theorem

Above, we have shown thaf\ F)? is proportional to the specific heat and that
(AN)? is proportional to the compressibility. In the problem 3 we also see that
(AM)?is proportional to the susceptibility. All these examples indicate that there
is a general relation between tthectuationsof the generalized coordinate and the
responsef this coordinate to the perturbation of the conjugate generalized force.

This is the message of tHeictuation-dissipation theorenvhich in a most
general way relates the fluctuations of a physical quantity of a system in equilib-
rium to a dissipation process which is realized when the system is subject to an
external force driving it away from equilibrium. The theorem makes it possible
to find thenon-equilibriumproperties of a system from the analysis of thermal
fluctuations of the system iequilibrium It is a bridge between non-equilibrium
and equilibrium statistical mechanics.

Now let us have a look at magnetic systems. The magnetic susceptibility, i.e.,
the response of the magnetizatibhto the extermal magnetic field is:

g

X:NQM%—m@ﬂ. (1.66)
If we write M = Y, S;, the susceptibility becomes:
S AN (167

1]

The summand on the right-hand side is the spin-spinelation function

Lij = [(Si55) — (i) (S;)] - (1.68)

which describes the correlations in the spatial fluctuations of the spin around its
thermal average. Because of the interaction between the nearest-neighbouring
spins, one expects that the spins eperelatedon short distances and that their
fluctuations are less and less correlated as the distance increases. The correlation
function thus decays with the distance. Oftéwill be assumed to have the form

T(r) oc r~? e/, (1.69)

where the decay lengthis called thecorrelation length As we shall see lateg,is
a temperature-dependent quantity which plays a crucial role in phase transitions,
it diverges at a continuous phase transition.
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T T
(@) (b)

Figure 1.6: Chemical potentials of two phases in contact. Wheg- 1., the

two phases coexist. In figure (a) the chemical potentials cross and the transition is
first order. Dashed portions represent unstable states. In figure (b) the transition
is continuous and the two phases meet in the critical goit

1.5 Phase Transitions

So far we have considered only homogeneous systems, i.e., single phases. In
Nature there are, however, many systems that exist in different phases. Examples
are solid-liquid-gas, magnetic, ferroelectrie;, systems. In this Section we will
discuss transitions between such phases.

When two phases, sdyand2 are in contact with each other, there isiater-
faceseparating the phases. In equilibrium, the chemical potentials of both phases
in contact are equal,

M1(T7p17"') = MQ(T,pza"') (1-70)

and the two phaseexist(See Figure 1.6).

Classification of Phase Transitions

As one of the parameters (e.g., the temperature) is varied in such a way that the
coexistence line is crossed, the system underggdsse transitiorbetween the
two phases. At the phase transition a derivative of the free energy (or some other

17
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thermodynamic potential) is discontinuous. The free energy (thermodynamic po-
tential) becomes non-analytic in this point. The transition can be ditseorder
or continuous

(a) First-order phase transitionsThe conditions for first-order phase transi-
tions are that the chemical potentials are equal,

A:u:,ul(T7pa>_lu2(Tap7) :07 (171)

and that their derivatives are different,

OAL

OAL
oT

d
#0 an R

£0, (1.72)

so that the chemical potentials or the free energiressat the transition. The
phase with the lower chemical potentiasiableand the other phasernsetastable
An example of a first-order phase transition is the liquid-gas transition.

(b) Continuous phase transitioné transition is continuous when the chem-
ical potentials of both phases are equal and when their first derivatives are also
equal,

Ap =y (T,p,---) — po(T,p,---) =0, (1.73)
OAL OAL

_ gan 1.74

5T 0 and o 0, ( )

so that the chemical potentials or the free energies have a common tangent at the
transition. There is no latent heat in this type of transition.

Instead of continuous transitions, some authors write abeedndthird, and
higher order transitions, depending on which derivative of the chemical poten-
tial diverges or becomes discontinuous. This classification is somewhat arbitrary,
therefore we will distinguish only between the continuous and first-order transi-
tions.

1.5.1 Order Parameter

As an example, let us consider a simple ferromagnetic material. At high temper-
atures, there is no magnetization and the system is rotationally invariant. At low

18
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temperatures, whespontaneous magnetizatioccurs, the magnetization direc-
tion defines a preferred direction in space, destroying the rotational invariance.
We call thisspontaneous symmetry breakigugd it takes place at theitical tem-
perature(for ferromagnets it is th€urie poin). Since a symmetry is either absent
or present, the two phases must be described by different functions of thermody-
namic variables, which cannot be continued analytically across the critical point.

Because of the reduction in symmetry, an additional parameter is needed to
describe the thermodynamics of the low-temperature phase. This parameter is
called theorder parameterlt is usually an extensive thermodynamic variable. In
the case of ferromagnets, the order parameter is the thermal average of the (total)
magnetization{)/). For the gas-liquid transition, the order parameter is either the
volume or the density difference between the two phases. Notice that the density
is not an extensive quantity! Notice also that there is no obvious symmetry change
in the gas-liquid transition.

The basic idea of phase transitions is that near the critical point, the order
parameter is the only relevant thermodynamic quantity.

Some examples of the order parameters and conjugate fields are given in the
following table:

Systems Order Parameter | Conjugate Field
Gas-liquid Ve — Vi D — De
Ferromagnets M H
Antiferromagnets Miaggered Htaggered
Superfluids () Not physical
(Condensate wave fn|)
Superconductors A Not physical
(Gap parameter)

1.5.2 Ciritical Point

1. Liquid-gas transitions.In Figure 1.7(a) a typical phase diagram of a solid-
liquid-gas system in th&—T plane at constant andN is shown. Here we would

like to concentrate on the liquid-gas transition. The liquid and the gas phases
coexist along a line where the transition between these two phases is first order.
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Pc | Solid Lig. CP

™ °®

Liquid

9" Coexistence region '\
| Gas i \

T T P

Figure 1.7: Phase diagram of a fluid:P is the critical point;7 P is the triple
point.

0 . ;C . // M

Figure 1.8: Phase diagram of a ferromagnet.
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If T is increased, the coexistence line terminates inctitecal point, where the
transition between the two phases is continuous. Beyond the critical point, there
is no transition between the two phases, there is no singularity in any physical
guantity upon going from one phase to the other. It is also instructive to consider
the isotherms in thé® — p plane at constarit’ and NV, see Fig. 1.7(b). At low
temperature, there is a large difference between the gas and liquid densijties,
andpy,, but as the critical temperature is approached, this difference tends to zero.
The existence of a quantity that is non-zero below the critical temperature and zero
above it, is a common feature of critical points in a variety of different physical
systemsyp; — p¢ is theorder parametefor the liquid-gas critical point.

2. FerromagnetsA typical phase diagram of a ferromagnet is shown in Fig.
1.8(a). The order parameter is the magnetizafibni.e., the total magnetic mo-
ment. At low temperaturéel/ is ordered either "up” or "down”, depending on the
external fieldH. WhenH changes sign, the system undergoes a first-order phase
transition (bold line) in which the magnetization changes its direction discontin-
uously [Fig. 1.8(b)]. AsI is increased, theritical point is reached, at which
M changes continuously upon variationf@fbut its derivative with respect td,

i.e., thesusceptibility divergesAt still higherT", there is no phase transition, the
spins are simply disordered, this is the paramagnetic region.

1.5.3 Critical Exponents

In this Section the behaviour of the thermodynamic quantitiesr the critical

point is discussed. We suppose that very near the critical point, any thermody-
namic quantity can be decomposed into a "regular” part, which remains finite (not

necessarily continuous) and a "singular part” that can be divergent or have diver-
gent derivatives. The singular part is assumed to be proportional to some power
of [T — Te¢| (orp — pe).

Definition of the critical exponentd-or clarity, we will define the critical ex-
ponents on a ferromagnet. However, their definition will be general and will be
valid for arbitrary system that undergoes a continuous phase transition. The most
important critical exponents are:

§ = Order parameter exponentWhen H = 0, the magnetizatiord/ in a
ferromagnet is a decreasing functionflofind vanishes af- (See Fig. 1.9).

ForT very close to (but below} -, M can be written as

M ~ (To —T)°. (1.75)
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Figure 1.9: Order parameter vs. temperature and field.

£ is theorder parameter exponemthich describes the behaviour df nearT;.
Here and later,- means "the singular part is proportional to”.

o = Exponent of the critical isothernWhenT = T, M vanishes fotH = 0
but increases very rapidly # increases. For small, the singular part of\/ is
proportional to:

M ~ HYS, (1.76)

wherej > 1.

~ = Susceptibility exponeniAs T, is approached either from above or from
below, the susceptibility diverges. The divergence is described with the exponent
v

X~ |T—Te| . 2.77)

Notice that the exponent is the same fofl’ > T, andT < T, whereas the
proportionality constants are different.

« = Specific heat exponenthe specific heat at constant volume (for ferro-
magnetic systems one has to take= 0) has a singularity &f. This singularity
Is described by the exponent

Cy ~ |T — To|™ (1.78)

As usually, the exponent is the same fofl" > T andT < T, whereas the
proportionality constants are different.

v = Correlation length exponenAs already mentioned, the correlation length
¢ is a temperature- dependent quantity. As we shall see lattiverges at the
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critical point with the exponent:
E~|T —Tel™. (1.79)

n = Correlation function exponent at the critical isotherdt 7, £ diverges
and the correlation functiohi decays as a power law of

[~ pd=24m, (1.80)

whered is the dimensionality of the system.

Scaling As the name suggests, the scaling has something to do with the
change of various quantities under a change of length scale. Important scaling
laws concerning the thermodynamic functions can be derived from the simple
(but strong) assumption that, near the critical point, the correlation |&nigtthe
only characteristic length of the system, in terms of which all other lengths must
be measured. This is the "scaling hypothesis.”

With the aid of the scaling hypothesis we are able to get relations between the
critical exponents. The most common scaling relations are:

7=5f—%
v=v(2-7
a+28+7=2 (1.81)
vd=2—«

so that only two of the above exponents are independent. The last four equations
are called thescaling laws We shall prove some of the scaling laws later.

Universality. Some quantities depend on the microscopic details of the system.
Examples of such quantities are:

- The critical temperature depends on the strength of interaction.

- The proportionality constants (e.g., for the temperature dependence of the
magnetization) also depend on the microscopic properties of the system.

On the other hand, theritical exponentsand the functional form of the equa-
tion of state, of the correlation functions, etc. are independent of many details of
the system. They depend only on global features, such as:

- The spatial dimensionality,

- symmetry (isotropic, uniaxial, planar,...), ... .

Systems that have the same critical exponents and the same functional form
of the equation of state, etc, belong to the samiwersality class For example,
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the Ising model ind = 2 forms one universality class, whereaslia- 3 it forms
another universality class, the Ising modelsi/ia= 2 andd = 3 have different
critical exponents because they have different spatial dimensionality. However, on
a first glance very different physical systems often belong to the same universality
class. Example: binary alloys and some magnetic systems can be described with
mathematically similar models and they belong to the same universality class.
Roughening of some crystal surfaces at high temperature (but below the melting
temperature) and thé = 2 Coulomb gas are members of another universality
class.
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Chapter 2

Classical Models

In this Chapter we will discuss models that can be described by classical statistical
mechanics. We will concentrate on the classical spin models which are used not
only to study magnetism but are valid also for other systems like binary alloys or
lattice gases.

In principle, all particles obey quantum statistical mechanics. Only when the
temperature is so high and the density is so low that the average separation be-
tween the particles is much larger than the thermal wavelexgth

V 1/3 h2 1/2
— A, where\ = | ——— 2.1
(N) > A WNere (27ka‘BT> ’ (2.1)

the quantum statistical mechanics reduces to classical statistical mechanics and we
can use a classical, Maxwell-Boltzmann distribution function (instead of Fermi—
Dirac or Bose—Einstein).

For magnetic materials, the situation is somewhat different. The Hamiltonian
of a magnetic system is a function of spin operators which can usually not be
directly approximated by classical vectors. Quantum modefsdimensions can
be mapped onto classical modelsiin= (d + 1) dimensions. The classical limit
of the Heisenberg model, however, can be constructed for large eigenvalues of
the spin operator by replacing the spin operators by three-dimensional classical
vectors.

There is another quantum-mechanical effect we must discuss. In quantum me-
chanics identical particles are indistinguishable from each other whereas in classi-
cal mechanics they are distinguishable. Therefore, the partition function of a sys-
tem of non-interacting, non-localized patrticles (ideal gas!) is not just the product
of single-particle partition functions, as one would expect from classical statistical
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mechanics, but we must take into account that the particles are indistinguishable.
We must divide the total partition function by the number of permutations between
N identical particles)V!,

1

Zy =

Zl) ’ (22)
whereZ, is the one-particle partition function. The fact®t is a purely quantum
effect and could not be obtained from classical statistical mechanics.

In (insulating) magnetic systems we deal witicalizedparticles (spins) and
permutations among particles are not possible. Therefore we must not divide the
partition function by(N!).

A Hamiltonian of a simple magnetic system is:

%,] %

The first term is the interaction energy between the spipsbeing the (ex-
change) interaction energy between the spins at the siesl j. The sum is

over allbondsbetween the spinsS is the spin operator; in general it is a vec-
tor. Theorder parameteis equal to the thermal and quantum-mechanical av-

erage ofS, m = ((5)}. The thermal average of the first term in Eq. (2.3) is
E(S,m) = (E(S,{S})). (Here,S is the entropy andS} is a spin configuration.
The thermal average has to be taken over all spin configuratiéiis.)m) is the
internal energyof a magnetic system.

The second term in (2.3) is the interaction with external magneticﬁeltﬂhe
thermal average of this term correspond#6 in fluids. We see tha{H (S, H))
is a Legendre transformation éf(S, m) and is thus equivalent to the enthalpy of
fluids.

2.1 Real Gases

In the ideal gas we neglected the collisions between the particles. In reality, the
atoms (molecules) have a finite diameter and when they come close together, they
interact The Hamiltonian of interacting particles in a box is:

H = Z[pZ+U 1 S u(r; —1;), (2.4)

i>7
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u(r; — r;) = u(r) is the interaction energy arid the potential of the box walls.

The particles are polarizable and this leads to an attractive van der Waals interac-
tion between the induced electric dipole moments. Such an interaction energy is
proportional tor =%, wherer is the interatomic distance. At short distances, how-
ever, the electrons repel because of the Pauli exclusion principle. Although the
repulsive potential energy usually decays exponentially witkie will write it in

the form:

U(T) - { —60(37"0/7")6 T7’<>222"0 (25)

(2rg is the minimal distance to which the particles of "hard-core” radiusan
approach.)
The partition function ofV interacting identical particles is

=

o

Figure 2.1: Interatomic potential energyr) in real gases.

Z(T,V,N) hSNN'/ /d p1---d pN/ /d37’1 d3ry ¥

Z ( 2/2m+U)+EZ>] u(r; ])] (26)
After integrating over all momenta, the partition function becomes:
1 (2rmkpT\*"?
Z(T.V.N) = (W) Z/(T,V,N), 2.7)

whereZ; carries all the interactions between the particles. We calculate the par-
tition function in a mean-field approximation in which all the correlations are ne-
glected. The potential acting on one particle is calculated by assuming a uniform
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spatial distribution of other particles,

Vi N
7, = [ /0 dgrlem’] (2.8)

Vi is the volume, available to one particle; = V — (N/2)(47/3)(2r0)* =
V' — Nb. Here we subtracted frofi the volume occupied by other particle€/2
is the number of pairs of particles. The mean-field potendtiad:

o0 2N
o = —/ e (2ro/r)°(N/V )arridr = _20a (2.9)
2r9 Vv
The resulting partition function is
1 2rmkgT 2N/
Z(TV,N) = (F25Em) (V= NN (2.10)

(a = (2m/3)e (2ry)3, b = (27/3)(2ry)?), the Helmholtz free energy is:

F(T,V,N) = —kgTInZ = —NkgT In

V — Nb (27rkaT>3/2 N

h? Vv
(2.11)
and the equation of state is

oF NkgT  N2a

PV ==Gy) = v v (2.12)
The last equation can be written in a more familiar form:

N3a
(p+W)(V—Nb) = NkgT. (2.13)

This is the familiarvan der Waals equationNVe derived the van der Waals equa-
tion of state in a mean-field approximation, we neglected all the correlations be-
tween the molecules. Nevertheless, this equation qualitatively correctly describes
the liquid-gas transition and it also predicts the existence of the critical point.
However, as we neglected the correlations, which are essential in the vicinity of
the critical point, it does not predict the correct critical behaviour.
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The critical point is located at the inflexion point of the isothetop/0V) , =

(0*p/0V?), = 0, and is located at:

Vo = 3Nb
. a
Pe = oo
8a
T = 2.14
¢ 27bk (2.14)

Below the critical point, the liquid and the gas phases are separated by a first-

order phase transition. Theguilibriumtransition between the two phases takes
place when their chemical potentials and therefore the Gibbs free energies are
equal.

Some comments are in place here.

e Critical exponentsThe van der Waals equation was derived in a mean-field
approximation, therefore all the exponents are mean-field like.

Liquid — gas transition The liquid phase is stable until the poiAtis
reachedIn equilibrium, at this point, liquid starts to evaporate, the system
enters theoexistence regiofmixture of gas and liquid) until the poii is
reached, which corresponds to the pure gas phase.

If equilibrium is not reached, the liquid phase persists beyond the pbint
towards the pointD. In this region, the liquid isnetastableand can (at
least in principle) persist until the poid? is reached. Beyond this point,
the compressibility is negative, the liquid stateirsstable(not accessible).

Gas — liquid transition The situation is reversed. In equilibrium, the
gas phase is stable until the poiBtis reached. This is the onset of the
coexistence region which exists until the paihis reached. Metastable gas
phase exists between the poiftsand £ and, again, the regiof' to D is
unstable.

Convexity. As we have discussed in Section 2.3.3 already, the Helmholtz
free energyF’ of a stable system has to be a concave functiol ofFor
metastable states it is concdweeally whereas for unstable states, it is con-
Vex.

29



. Vilfan Statistical Mechanics Chapter 2

e Spinodals The transition from a metastable (homogeneous) state toward
the equilibrium (mixed) state is connected with thecleation of droplets of
the new phaseDroplets first nucleate and then grow until the equilibrium
(coexistence) is reached between the new and the old phase. Nucleation is
a dynamic process.

The ultimate stability limit of the metastable state is called the spinodal line.
Along this line the isothermal compressibility diverges, therefore the spin-
odal line is in a sense a line of critical points. In the van der Waals (mean-
field) systems the separation between the metastable and unstable states is
sharp. Beyond MFA, for systems with short-range correlations, however,
the transition between metastable and unstable states is often gradual.

2.2 Ising Model

The Ising model is the prototype model for all magnetic phase transitions and is
probably the most studied model of statistical physics. In this model, the spin

operatorS is replaced by aumber which represents the— component of the
spin and is usuallyy = +1 ("up” or "down”). The order parameten = (S) is
thusone-dimensionalt is atwo-component scalar

The Ising Hamiltonian is

%] %

J;j is the interaction energy between the spirggd ;. Usually (not always) the
sum is only over nearest neighbouring (NN) pairs, thign= J. H is the external
magnetic field (in energy units). The case> 0 corresponds to ferromagnetism
andJ < 0 to antiferromagnetism. As we shall show later, the Ising model has a
phase transition at finit€ if d > 1. Ind = 1 the transition is ai’ = 0. Therefore
we say thatl = 1 is thelower critical dimensiorof the Ising model.

In the low-temperature phase, the symmetry is broken, the spirmdesd
the order parameter i& # 0, whereas in the high-temperature phase the sym-
metry is not brokenyn vanishes, the spins are disordered. Therefore this model
is a prototype of albrder-disordertransitions. Other examples of order-disorder
transitions, | would like to mention, are lattice gases and binary alloys. All these
systems are equivalent to each other, they all have the same critical behaviour
(which - of course - depends af), for givend they all belong to the same univer-
sality class.

30



. Vilfan Statistical Mechanics Chapter 2

2.2.1 Lattice Gas

Imagine that a fluid (gas or liquid) system is divided into a regular lattice of cells

of volume roughly equal to the particle (atom, molecule) volume. We say that
the cell is occupied if a particle centre falls into this cell. Since the cell volume is
comparable to the particle volume, there can be not more than one particle per cell.
Notice that microscopic details (like positions of the particles) are irrelevant in the
critical region, therefore the lattice gas model is suitable for studying the critical
behaviour of real gases although the space is discretized. (It is also assumed that
the kinetic energy of the gas particles, which is neglected in the lattice gas model,
does not contribute a singular part to the partition function.)

O O O O O
O O OO O O
O O O OO
O O O O
O OO0 O0O0 O

Figure 2.2: A configuration of a lattice gasdn= 2. Solid circles represent atoms
and open circles empty sites. Lines show bonds between nearest—neighbouring
atoms.

A lattice gas is thus a collection of particles whose kinetic energy is neglected
and that are arranged intliscretecells. The cells are either occupied by one atom
[closed circles in Fig. 2.2] or empty [open circles]. The Hamiltonian is:

Hig = Y u(rig)pip; — 1) pis (2.16)
(4.7) i
whereu is the interaction potential,
o (Ti,j = 0)
u(r;) = { —u (r;; = NN distance (2.17)
0  (otherwise

and (i, j) is the sum over pairsp; is the occupation number, it isif the site is
occupied by an atom, and zero otherwise. The occupation is, like the Ising spin,
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a double-valued function. Therefore we expect that the two models are related.
Indeed, if we set

1 .
= 1% (2.18)
2
the Hamiltonian 2.16 becomes:
Hiy = =7 3 SiS; - (;‘ + “:) S8, — Ho. (2.19)
(1,5) i

Here,z is the number of NN neighbours (4 for square lattice, 6 for simple cubic
lattice), andH, is a constant, independent§f Thus, we see thét,,, is identical

to the Ising Hamiltonian if we set/4 = J and(u/2 + uz/4) = H. Foru > 0,

the atoms attract and they "condense” at low temperatures whereas $of)

the atoms repel. At/2 coverage (one half of the lattice sites is occupied) and
u < 0, the empty and occupied sites will alternate at Idwlike spins in an
antiferromagnet.

The lattice gas model id = 2 is used to investigate, e.g., hydrogen adsorbed
on metal surfaces. The substrate provides discrete lattice sites on which hydrogen
can be adsorbed. By varying the pressure, the coverage (amount of adsorbed
hydrogen) is varied. This corresponds to varying the field in magnetic systems.

There is an important difference between the lattice gas and the Ising models
of magnetism. The number of atoms is constant (provided no atoms evaporate
from or condense on the lattice), we say that the order parameter in the lattice gas
models isconservedvhereas it is not conserved in magnetic systems. This has
important consequences for dynamics.

2.2.2 Binary Alloys

A binary alloy is composed of two metals, say A and B, arranged on a lattice. We
introduce the occupations:

~_ ] 1 ifiisoccupied by an A atom
Pi 0 if 7 is occupied by a B atom

- _J 1 ifiisoccupied by a B atom
% =30 ifiis occupied by an A atom

pit+a¢ =1 (2.20)
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Depending on which atoms are nearest neighbours, there are three different NN
interaction energiesiaa, ugp, andu g = ug4. The Hamiltonian is:

Hpe = —Uan Zpipj — UBB Z 4i9; — UAB Z(pin + @ipj), (2.21)
(i,5) (4,5) (4.7)

where each suny, j) runs over all NN pairs. If we write; = (1 + S;)/2 and
¢ = (1 —8;)/2thenS; = 1if i is occupied by A and5; = —1 for a B site.
When there are 50% A atoms and 50% B atomsS; = 0, and the Hamiltonian
becomes an Ising Hamiltonian in the absence of a magnetic field:

Hoo = —J > SiS; + Ho. (2.22)
(4,9)
H, is a constant, and = (uas + ugp — 2usp)/4. For binary alloys, the order
parameter is also conserved.

2.2.3 Ising modelind =1

It is not difficult to solve the Ising model in the absencerbiin d = 1 exactly.
The Hamiltonian of a linear chain @¥ spins with NN interactions is

Hig=—J > 5iSis1. (2.23)

We shall useperiodic boundary conditionshat means that the spins will be

N )

Figure 2.3: Lattice sites of an Ising model in one dimension with periodic bound-
ary conditions.
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arranged on a ring, see Fig. 2.3. Then, ifieth and the first spins are NN and
the system is periodic. The partition function is:

N
Z =3 e MUSH = 3P 2SS = 3T PSS, (2.24)
{s} {s} {S}i=1

(Don't forget: -4y is the sum over all spigonfigurations- there are? spin
configurations — whereas; is the sum over akites)
The exponent in (2.24) can be written as:

e?/%i%41 = cosh $JS;S; 11 +sinh JS;S; 11 = cosh 3J+S5;S;,1sinh 3J. (2.25)

The last equality holds becauSg5; . ; can only bet1 andcosh is an even function
whereasinh is an odd function of the argument. The partition function is:

N
Z = (COSh BJ)N Z H [1 + KSZSH—I] y (226)
{S} =1

whereK = tanh 5.J. We work out the product and sort terms in powergof

Z = (cosh BJ)Y S (1 + S1SK) (1 + S5S53K) - - - (1 + Sy S1 K)
{s}
= (cosh BJ)N S [1 + K(S1S + SaS5 + -+ + SnSy)+
{5}
+K2(51555585 + -+ ) 4 -+ 4+ KN (55,8, - - - SNSNSI)} . (2.27)

The terms, linear ik’ contain products of two different (neighbouring) spins, like
SiSiy1- The sum over all spin configurations of this product vanishy, S;Si11 =

0, because there are two configurations with parallel sgins (; = +1) and two

with antiparallel spins{;S;,1 = —1). Thus, the term linear ik vanishes after
summation over all spin configurations. For the same reason also the sum over all
spin configurations, which appear at the term proportionaltpvanish. In order

for a term to be different from zero, all the spins in the product must appear twice
(then,> sy S? = 2). This condition is fulfilled only in the last term, which — af-

ter summation over all spin configurations — gi2és< ™. Therefore the partition
function of the Ising model of a linear chain df spins is:

Z = (2cosh BJ)V [1+ KN (2.28)
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In the thermodynamic limitNV — oo, K — 0, and the partition function be-
comes:

Z(H = 0) = (2cosh 3.J)~. (2.29)

The free energy,

FIN

Temperature

Figure 2.4: Free energy of the Ising modeliia- 1.

F = —NkgT In(2cosh 8J), (2.30)

is regular at all finitel’, therefore the Ising model ilh= 1 has no phase transition
at any finiteT'.

To investigate the possibility of a phase transitiod’at 0, we will calculate
the correlation functiod® and the correlation length We first replace/ by J;
(at the end we puf; = J), so that

Z = 2N 1] cosh 3J;. (2.31)
J

The nearest-neighbour spin-spin correlation function is:
1 g g
F(Z,Z + ]_) = <SzSz+1> = E Z SiSi—l—leBZj Jj555541

{5}
1 07

The spin correlation function for arbitrary distance

L(i,i+k) = (SiSiyk)
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(SiSi415i41 5142511254 k—1Si4k—1Si+k)
1 0 0 0

Ea(ﬁji) A(BJit1) O(BJiy2) o 0(BJivk-1) 2, (233)

T'(k) = T(i,i+ k) = [tanh (3.)]", (2.34)

is just the product of all the nearest-neighbour correlation functions between the
sitesi andi + &, and is (if all /’s are equal) independent of the sitd'he decay of

the spin correlation function with distance is shown in Fig. 2.5. The correlations
decay exponentially with distance and the correlation length is:

& 1
S - 2.35
a In tanh 3.J’ (2.35)

wherea is the separation between the NN spins ("lattice constant”). In the limit
T — 0, the correlation length diverges exponentially/as- 0:

fL ~ ; e (2.36)

Equations 2.34 and 2.36 tell us that there is no long range order at any/iaite

Figure 2.5: Decay of the correlations in ttie= 1 Ising model.

thatT = 0 is the critical temperature of the= 1 Ising model. Such a behaviour
is typical for systems in the lower critical dimension:

d>dc: Te 7é 0 (237)
d< do: T, =0, (2.38)
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therefore we conclude that = 1 is the lower critical dimensionof the Ising
model.
The zero-field isothermal susceptibility of thHe= 1 Ising model is, according
to the fluctuation-dissipation theorem,
p

xr(H = 0) = = 3(SiS). (2.39)

In the thermodynamic limity, becomes:

N/2
xr(H=0) = *Z Z (SiSitk)
i k=—N/2
N/2
= = Z [2 > (SiSivk) — (SiSi)| - (2.40)
In the thermodynamic limitly — oo), x7(H = 0) becomes
2
H=0)=8|—"—— —1| = — e//ksT, 2.41
xr(H =0) 5[1—tanhﬁJ ] i (2.41)

The susceptibility has an essential singularity of the typ€1/7") asT — T =
0 whenJ > 0. WhenJ < 0, i.e., for antiferromagnetic NN interaction, the spin
correlation function alternates in sign and the susceptibility is finite &t.all

The internal energy is:

E=-0InZ/08=—JN tanh3J. (2.42)

Notice the similarity between the internal energy and the short-range correlation
functionI'(z,7 + 1)! This is a general property of the internal energy.
The entropy isS = (E — F)/T,

S(H =0) = NkglIn[2cosh 5J] — A;J tanh 3.J. (2.43)

Inthe limitT — 0, S — 0 and in the limitT" — oo, S — NkgIn 2, see Fig. 2.6.
The heat capacit¢'y = 17'(05/9T)  is:

_ 87\
Cy = Nkp <coshﬁj> . (2.44)

The heat capacity is finite at all temperatures (no singularify at 0!), see Fig.
2.7.
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N k In(2)

Figure 2.6: Temperature dependence of the entropy for the zeraifield Ising
model.

Figure 2.7: Temperature dependence of the heat capacity for the zerd-field
Ising model.

2.2.4 Ising Model ind = 2

The Ising model forH = 0 in d = 2 dimensions has been solved exactly by
Onsager. The calculation is lengthy, therefore we will first show that the Ising
model ind = 2 has a phase transition at finifeand then quote the Onsager’s
result.

Consider a two-dimensional square lattice with all the spins on the outer bound-
ary "up”. This simulates an arbitrarily weak external field and breaks the up-down
symmetry of the model. To show that spontaneous ordering exists, it is enough
to show that in the thermodynamic limit at a sufficiently small but finite tempera-
ture there are more spins "up” than "down”. Now we will estimate the fraction of
"down” spins from the average size of a spin-down domain.
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Figure 2.8: A possible domain configuration of the Ising model on a square lattice.

With the above boundary conditions, all the domain walls must be closed
loops, see Fig. 2.8. In a wall the neighbouring spins are antiparallel, this costs
an energy2.J per wall segment and the probability, that a domain with its total
wall length (perimeter} is thermally excited, is given by the Boltzmann factor
exp|—2(Jb|. For largeb, there are many possible domain wall configurations
with the same wall length. For an estimate of the number of possible wall
configurations, assume that on each site the wall can either be straight or make
a kink to either side. This makes a factordofor each wall segment (except for
the last one where it is bound to close the loop). Besides, a wall can start on each
lattice site, this makes a factor 8f. Thereforemn(b) is limited by:

m(b) < 3"t N (2.45)

and the average number of different thermally excited domains with perimeter
IS:

< 301 N e (2.46)

The number of "down” spins in a domain with perimeteis N_ < (b/4)? and
the average concentration of all "down” spins is:

W;> < Z E 31)—1 e—QﬁJb
N 7 iss. 16
1 02
- = Z 3be—ab
48 D2 b4 68,
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1 0? 90\ %
- @WFZ (9e>)

273747“'

I N
48002 \1—¢
(4 -3¢+ %)

- oo (2.47)

wherea = 26J, x = 2b, ¢ = 9exp(—2«). For large, finites, ¢ is small and
the above ratio is< 1/2. This means that the order paramefadt, — N_)/N is
greater than zero at lo@ and the Ising model i = 2 (and of course also in
d > 2) has a phase transition at finite

The exact critical temperature of the (anisotropic) Ising model on a rectangular
lattice is given by the equation:

97 9J
inh (277 sinn (22 ) _1
S (k:BTc>Sm (k:BTC !

where J, and J, are the spin interaction energiesarandy directions, respec-
tively.

2.3 Potts and Related Models

In the previous Section we have discussed different classical two-state models
(which are all mapped on the Ising model). A large class of classical physical
systems cannot be described by the Ising model. As an example consider ad-
sorption of noble gases on surfaces, like krypton on graphite. Graphite provides
a two-dimensional hexagonal lattice of adsorption sites. Kr is large and once it
occupies one hexagon, it is unfavourable for another Kr atom to occupy any of its
NN hexagons, see Fig. 2.9. At full coverage, thus, Kr forms a regular lattice with
1/3 of hexagons covered by Kr. Since there are three entirely equivalent positions
(states!) for Kr (denoted by A, B, and C), the system is described by a three-state
model. The adsorbed Kr forms A,B@bmains separated bgomain walls It is
clear from Fig. 2.9 that the A-B and the B-A walls are not equivalent, they have
different energies in general.

In the Potts model there atestates available to each site. The Potts Hamilto-
nian (with only NN interactions) is:

H=—J 60, (2.48)
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Figure 2.9: Kr on graphite. There are three equivalent adsorption sites, but Kr
atoms are too big to occupy all of them — only one third of the sites (i.e., either

"A”, "B”, or "C” sites) can be occupied. We talk about "A,” "B,” or "C” domains.

The domains are separated by domain walls. The A-B domain wall has a different
structure (and energy) than the B-A wall.

J is the interaction energy ardd, ,, is thed-function which is= 1 if the NN sites
i andj are in the sametateand zero otherwise,

000, { 0 otherwise (2.49)
o; = 1,2,---, ¢ is a number which describes tetateof the sitei. Thus, in the

Potts model, the interaction energy is equatto if the two NN sites are in the
same state and vanishes otherwise.d=or2, the Potts model is equivalent to the
Ising model 6 = +1) because each site has two possible states in both cases. The
two states can be visualized as two points on a line (which is a one-dimensional
object). The mapping from the Potts to the Ising model is accomplished by writ-
ing:
1+S5;S;
5
For ¢ = 3 the three states of the Potts model can be visualized as corners of
a triangle (which is a two-dimensional object) whereasjfer 4, the four states

5Si5j = (250)
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belong to corners of a tetrahedron, which is a 3-dimensional object. We conclude
that the order parameter of the state Potts model is @& component scalarin
d = 2, the Potts model has a continuous phase transition fort and a first-order
transition forq > 4.

Order parameter Letz 4, zp, - - -, 7, be the fractions of cells (sites) that are
in the states A, B;- -, g, respectively. Of course;4 + 25+ ---+ 2, = 1. In
the disordered phase, all the fractions are equal whereas in the ordered phase one

state, say A, will have greater probability than the othar> (x5, zc,- -, z,).
We make a simplified approach, assuming that= z¢c = --- = z,. The order
parametern measures the asymmetry in occupancies,
TR+ -+ 2
m = rpa— ——
qg—1
1+(g—1)m 1—m
Ty, = ———, xB:xC:.":xqzi
q q
It is easy to verify that formy = 0: 24 = 25 = 2¢ = --- = 2, and form = 1:
ra =landzp = 2¢c = --- = z, = 0. thus,m,4 is the order parameter which is

# 0 in the ordered phase and vanishes in the disordered phase.

| would like to mention another generalization of the 2-state model, that is the
g—state (chiral) clock model. In this model, the states are imagined as hands of
a clock (i.e., vectors on a circle) that can take only discrete orientattdns;
(27 /q)o; (whereo; = 0,1,2,---,q— 1). Theqg—state chiral clock Hamiltonian is

H=—J> cos(0:;—0;+A-7;) (2.51)
(,)

A is the chirality which breaks the symmetry of the model, it produces an asym-
metry in the interaction between the NN sites. The interaction energies between,
say,0; = 0,0; = 1 ando; = 1, 0; = 0 are different. The two-state clock model is
identical to the Ising model and, ik = 0, the 3-state clock model is identical to
the 3-state Potts model. For> 3, the clock and the Potts model are not identical.
The two-dimensional clock and Potts models are widely used in surface physics.
The above mentioned Kr on graphite can be described with the 3-state chiral clock
model withA # 0.

2.4 Two-dimensionalry Model

A very interesting situation appears when the spin is a continuous vector in a plane
(dimensionality of the order parameterisand the spatial dimensionality is also
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d = 2. As we have seen, the Ising modeldn> 2 does have a phase transition
at finite 7. In the xy model, however, spin excitations (spin waves) are easier
to excite thermally than for the Ising model, they are so strong that they even
destroy long-range order at any finife(Mermin-Wagner theorem). On the other
hand, there has been evidence that some kind of a transition does take place at
a finite 7. What is the ordering and what is the nature of this transition? This
question was answered in the early seventies by Berezinskii and by Kosterlitz and
Thouless.

The Hamiltonian of thery model is:

H=-J> 855 =-J3 cos(®; — ;) (2.52)
(3,5) (3,5)

where the spins are classical vectors of unit length aligned in the plans.the

angle between the spin direction and an arbitrarily chosen axis and is a continuous
variable. For simplicity, let us consider the square lattice and let the sum be only
over nearest neighbours. Only slowly varying configuratiaghs{ ¢; < 1) give
considerable contributions to the partition function, therefore we expand

J Ja? -
H—Fk = 5 > (P — D) = 72 V()|
(i i
_ J 2 I 2
= 3 /d V()2 (2.53)

Herea is the lattice constant and we transformed the last sum over all lattice sites
into an integral over the are@(r) is now a scalafield.

Possible excitations above the (perfectly ordered) ground state are spin waves.
They are responsible for destroying long-range order at any fihitd/e will not
consider spin waves here. Another possible excitation above the ground state is
a vortex, shown in Fig. 2.10. Any line integral along a closed path around the
centre of the vortex will give

= L ¢ =qo
j{w(f‘)-dr_mrq N {W@:q/r (2.54)

whereq is the vorticity ¢ is integer;q = 1 for the vortex shown in Fig. 2.10) and
¢ is the polar angle to. From the equations (2.53) and (2.54) we find the energy

of this vortex: i ; ) .
E= / 27T7“d7“§ <q> =nJln () Q. (2.55)
a a

r
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Figure 2.10: Two examples of a vortex with vorticify= 1.

Ris the size of the system. Notice that the energy of the vortex increases logarith-
mically with the size of the system. In estimating the entropy associated with a
vortex we realize that a vortex can be put on each lattice site therefore the number
of configurations is about?/a)* and the entropy of one vortex is

R

Szzhﬂn(>. (2.56)
a

The free energyF' = E — TS, is positive and large at low temperatures. That

means that it is not very easy to (thermally) excite single vortices. As temperature

increases, the entropy term caugeto decreasel’ vanishes (changes sign) at a

critical temperature:

@%:2‘ (2.57)

Above T a large number of vortices is thermally excited.

However, this does not mean that there are no vortices afloWwhe easiest
way to see this is to draw an analogy to a system of electrical charges in two
dimensions. It is a unit vector perpendicular to the plane of the system, then
£ = V(q¢) x k is equal to the electric field produced by a charge of strength
2menq positioned at the centre of the vortex. The energy of an electric field is

Ea:%/&mW:%VH%W@@xa% (2.58)
whereas the energy of a system of vortices is

E%ﬁ:g/ﬂ%WQXEP:J% (2.59)

€o
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The energy of a system of vortices of strengtls equivalent to the energy of a
system of electric charges! There is almost a complete analogy between a system
of vortices and the two-dimensional Coulomb gas. We have seen that, like the
electrostatic energy of a single charge in two dimensions, also the energy of a
vortex diverges logarithmically with the size of the system. However, a pair of
opposite charges, i.e., a dipole does have a finite electrostatic energy because at
large distances the fields of two opposite charges almost cancel. In analogy to the
energy of two chargesq at;, andr; we write the total energy of a system of two
opposite vortices:

EQ vort — 27TJq2 In (M> . (260)
a

This self-energy of a vortex pair (of a dipole) is very small when the vortices are
close together. Thus, it is difficult to excite a single vortex but it is very easy
to excite a pair of opposite vortices. Whereas a single vortex influences the spin
configuration on the whole lattice, the effect of a pair of opposite vortices cancels
out on large distances from the pair so that the effect is limited to an area of the
order|r; — 7.

Since the size of the system does not appear in (2.60), but it does apper in the
expression for the entropy, we will have a finite density of bound vortex pairs. The
equilibrium density of vortex pairs will depend on the pair-pair (dipole-dipole in
the Coulomb gas case) interaction which we neglected here.

Now we have the following picture. At low but 0 temperature® < T¢)
there will be a finite density of low-energy vort@airs ("dipoles”) of zero total
vorticity. At high temperaturesi{ > 7), on the other hand, there will be a large
concentration osinglevortices. The critical temperature, we estimated above, is
thus associated withnbinding (dissociation) of vortex pairs

Very interesting is the behaviour of the spin correlation functqgn- §j>.

We already mentioned that spin-wave excitations break the long-range order. If
we neglect the spin wave excitations (which have nothing to do with the phase
transition, they do not behave in a critical way at any finite temperature), then:

>0 forT <Tg
0 forT > Tc.

This follows from the fact that bound vortices don’t influence the spin orientations
at large distances whereas they do if they are free.

In a more realistic approach, one must take into account interaction between
the vortex pairs, which was neglected in (2.60). Surrounding vortices (dipoles!)
will screen the (electric) field and will thus reduce the self-energy of a vortex.

|7 =75 —o00

(2.61)
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A sophisticated real-space renormalization group treatment of the two-dimensional
xy model [Kosterlitz 1974] shows that the correlation lengttiverges abové&
as:

€ o exp(b/t+/?) b 1.5 (2.62)

wheret = (T — T¢) /1. Below T, however, the correlation length is always
infinite and the correlations decay algebraically (like in a critical point)! Therefore
we can say that we have a line of critical points extending from zeffg.toThe
phase transition is characterized by a change from algebraic (power-law) decay of
correlations below > to an exponential decay aboVe.

Analogous to vortex unbinding transition in the model is the unbinding
of opposite charges of a dipole in the two-dimensional Coulomb gas. At low
temperatures, the Coulomb gas is composed of neutral dipoles, bound pairs, and
is not conducting. At high temperature it is composed of freand — charges
which are conducting.

Another analogy to they model are the dislocation lines in a (three-dimensional)
crystal. At low temperatures, pairs of dislocation lines with opposite Burgers vec-
tors can exist. Afl, the dislocations dissociate. This is the basis of the dislo-
cation theory of melting. In this latter example, stiffness can play the role of the
order parameter, it ig 0 below the melting temperature and vanishes in the liquid
phase.

Let me stress again that the described behaviour of Coulomb gasgesps-
tems is specific only fotwo-dimensions

2.5 Spin Glasses

The (vitreous) glasses are amorphous materials, their lattice is not crystalline but is
strongly disordered. Topological defects destroy the long-range order in the crys-
talline structure whereas the short-range order is still preserved to a high degree.
Example: topological defects on a square lattice would be triangles or pentagons.
Of course, the defects cause also a deformation of the squares.

Spin glasses are the magnetic (spin) analogue of the (vitreous) glasses. In
magnetic systems, the exchange interaction is often an oscillating function of dis-
tance between the spins. If such a system is diluted with non-magnetic ions, the
magnetic atoms are randomly positioned on the lattice and thus experience ran-
dom exchange interactions with other, neighbouring atoms. Example: Pe,,
wherez is small.
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Another system, which behaves in a similar way, is a random mixture of a
ferromagnetic and an antiferromagnetic materials. The exchange interaction be-
tween nearest neighbourand; is random, it depends on the type of the magnetic
atoms; andj.

A Hamiltonian which reflects the essential features of a spin glass is:

H=—> J(Ri;)S;-S;—> H-S. (2.63)
,J %

J(R; ;) is arandom variable and the first sum includes also more distant pairs than
just nearest neighbours. Random exchange interactions cause that — even at low
temperatures — the spins are not ordered, the systemcsg-range order in

the the ground statelhe “usual” long-range order parameter

m= < 3(S) (2.64)

vanishes for a spin glass. Yet, in the experiment, a broad maximum in the specific
heat and a rather sharp maximum in the zero-field susceptibility, connected with
hysteresis and remanescence, are seen. So, there must be a kind of a transition
as the temperature is varied, we shall call this a spin—glass transition and the low-
temperature state the spin-glass phase.

At high temperatures, the spins behave like in a normal paramagnet, they flip
around dynamically so that the thermodynamic avek&gevanishes. There is no
long-range order in the system and also the local spontaneous magnetization, i.e.,
the (time) average of the spin at a siteanishes{S;) = 0 for each site. At low
temperatures, however, the spirsezein a disordered configuration, the system
is in a state wherésS;) # 0 although the average magnetization still vanishes,

m = 0. The spin-glass transition is thus a freezing transition.

Something happens to the dynamics of the spins, therefore we must consider
time-dependent spins|(¢). To distinguish between the two phases, we introduce
the (Edwards-Anderson) order parameter:

: 1
¢ = lim lim N ;<Si(t0)si<t0 +1))- (2.65)
q clearly vanishes in the paramagnetic phase ansd (sin the spin-glass phase,

see Fig. 2.12. It measures the mean square local spontaneous magnetization.
Notice that freezing is a gradual process, which staris; athere the first spins
freeze and ends &t = 0 where all the spins are frozen.
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Figure 2.11: Spins in the low-temperature, spin-glass phase are frozen in a disor-
dered configuration.

Since, in the spin-glass phase the spins are (at least partially) frozen in a dis-
ordered configuration, we can easily imagine that some spins are frustrated and
that the spins do not freeze in a unique way. Freezing is history dependent, the
configuration into which the spins freeze, depends on the conditions (e.g, on the
magnitude of the magnetic filed) close to the freezing temperature. If we, upon
cooling, apply an external field pointing "up”, there will be more spins frozen in
the "up” orientation and will stay in this orientation even if we switch the field
off in the low-temperature phase. This means that the systems can fall into a
metastable configuration from which it is not able to escape if the temperature is
low. The free energy, thus, has many, many local minima incthr#figuration
space see Fig. 2.13. In the thermodynamic limi¥ (— oc), some hills between
the local minima will become infinitely high and the system will be trapped in
such a minimum forever. In the time average, thus, the system will explore only a
part of the total configuration space. This means thatithe averagef a phys-
ical quantity is no longer equal to tlesemble averag@vhere one explores the
whole configuration space). A systemtire spin-glass phase is thus not ergodic
in the thermodynamic limit! Since it is ergodic in the paramagnetic phase, we say
that at the freezing transition the ergodicity breaks down.
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Figure 2.12: Temperature dependence of the order parametdpon cooling,
the spins start to freeze &¥; below T, more and more spins are frozen until,
eventually, af” = 0 all the spins are frozen.

2.5.1 Some Physical Properties of Spin Glasses

The static susceptibility, Fig. 2.14, below the freezing temperature depends strongly
on the way the experiment is performed’) is largest and roughly temeprature
independent in a "field cooling” (FC) cycle, i.e., if the fielflis applied abové’;
and then the sample is cooled at constAnibelow 7. This susceptibility is re-
versible, itis independent of the history. In contrast, the “zero-field cooled” (ZFC)
susceptibility is obtained if the sample is cooledltex 0 at H = 0 and then the
sample heated in the field. The difference betwgep and ¢ confirms the
conjecture that the system can be frozen in different spin configurations (which,
of course, also have different susceptibilities).

The conjecture that freezing takes placelatis confirmed also by thec
susceptibility measurements, shown in Fig 2.15 for CMn,, (z = 0.9%) at dif-
ferent frequencies. The lower the frequency, the more pronounced (less rounded)
the cusp is. We see also that the position of the cusp shifts to lower temperatures
as the frequency decreases. So, the freezing temperature should be defined as the
maximum ofy(v) in the limit asy — 0.
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Figure 2.13: Free
low temperatures.

2 (1075 emu/g)

Configurations

energy landscape in the configuration space of a spin glass at
There is one global and many local minima.

e
.....

Figure 2.14: Temperature dependence of the static susceptibility;of Mua,, for
x = 1.08 and 2.02%. (b) and (d): cooled to low temperaturéfat 0 and then
heated at/ = 5.9 Oe; (a) and (c): cooled and/or heatedHn= 5.9 Oe. [From
Nagata et al., Phys. ReB. 19, 1633 (1979).]
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of Cu;_,Mn, (z = 0.9%. [From C.A.M. Mulder et al., Phys. Re\B 23, 1384

(1982),ibid. 25, 515 (1982).]

51



. Vilfan Statistical Mechanics Chapter 2

52



Chapter 3

Quantum Models

In classical statistical mechanics we did not know the exact microscopic state of
the system (location in the phase space). We made use of the ergodic hypothesis
and replaced the time average of a physical quantity with an ensemble average,
i.e., an average over many equivalent systems.

In quantum statistical mechanics the situation is similar.

3.1 Quantum Statistics

In this Chapter we will first introduce the density matrix and then make an intro-
duction to the Bose condensation.

In quantum mechani¢she energy levels are discrete and the state of the sys-
tem is described by a wavefunction. Let us first assume that we know the dynami-
cal state (wavefunction))) of the whole system and tleempleteset of stationary
stategn) which are the eigenstates of the full Hamiltonian of the compound sys-
tem,

H|n) = E,|n). (3.2)

(We assume that the state$ are normalized.) denotes the quantum states (e.qg.,
momenta) of all particles in the systerfy,, is the total energy of all particles of
the system in the compound state Any dynamical state of the system can be
expressed as a linear combination of these eigenstates,

EDDIAGIE (3.2)
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The coefficients:, (¢) define a point in the (Hilbert) space of wavefunctigns.
The (time-dependent) wavefunctipn(z)) which obeys the Scbdinger equation
d
1) — gy (33)
is thus the quantum-mechanical analogue of the point in phase space of classical

statistical mechanics. The expectation value of a physical quah{iyhich does
not necessarily commute witH) is:

(A1) = (Y (@)[Alp (1) ZC cm(n|Alm)
(3.4)

The last expression holds for any complete set of statesalso if they are not
the eigenstates of the full Hamiltonian.

3.1.1 The Density Matrix

As the number of particles in the system increases, the separation between the
energy levels decreases rapidly, and, in the thermodynamic limit, it becomes ex-
tremely high. On the other hand, the energy levels are never completely sharp.
They are broadened for many reasons, including the uncertainty principle. In a
macroscopic system (with extremely dense energy levels), the levels will thus al-
ways overlap. Consequently, a macroscopic system will never be in a strictly sta-
tionary quantum state, it will always be indgnamicalstate, in a time-dependent
mixtureof stationary states.

It is neither feasible nor possible to find a complete description of such a sys-
tem. Like inclassical statistical mechanicsve first assume that the system is
ergodic we replace the time average by an ensemble average over many quantum
systems at the same instance. We talk about probabilities of finding the system
in the statesn). The dynamical state is no longer a unique quantum state but
is astatistical mixture of quantum state®/e introduce thelensity matrixas the
ensemble average of c,:

po= |m)pmn(n ‘
P = (mlpln) = Zci* Chy (3.5)
The sum ovel runs over configurations of the systemy®), all being part of

the same ensemble, anf] = (m|¢’). We do an ensemble average because our
information on the system is not complete.
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The density matrix is a statistical operator with the following important prop-
erties:

e The density matrix completely defines an ensemble of quantum systems
and it carries all the information that is available for a quantum statistical
ensemble.

e Its diagonal elements, ,, tell the probability that the system is in the state
|n) whereas its non-diagonal elemepts,, tell the probability of a transi-
tion from the staten) to the statém). For stationary states, thyshas to
be diagonal, it commutes with the Hamiltonian.

e The density matrix is normalized,
Tr(p) = 1. (3.6)

The trace runs over any complete set of statesnd is independent of the
choice of the basis set.

¢ The (ensemble and quantum-mechanical) average yaluef any physical
quantity A is equal to:

(A) = (W[Al) = > prn(n|Alm) = Tr(pA) = Tr(Ap). (3.7)

The trace in quantum statistical mechanics plays the role of integration over
the whole available phase space in classical statistical mechanics.

e The dynamics of the system is completely described by:

L Op B
zha = [H, pl. (3.8)

This is the “Schodinger equation” of the density matrix.

3.1.2 Ensembles in Quantum Statistical Mechanics

Now, we shall specify the density matrix and its relation to thermodynamic quan-
tities.
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e Quantum Microcanonical ensemble.

The energy of systems belonging to a microcanonical ensemble is fixed,
therefore it is convenient to use the energy eigenstates as a basis. Then the
density matrix is diagonal. According to the postulate of equal weights,
all the statesn) with the energyFE,, betweenE and £ + AFE are equally
probable and let there h&() such states. For a quantum systeX) is an
integer number. The probability for the system being in one of these states
isp = 1/AQ and the entropy is equal to:

S = —kg(lnp). (3.9)

In general, we must use the density matrix instead of simple probabijlities
and the entropy of a quantum system is:

S =—kg(lnp) =~k Tr(plnp) | (3.10)

Again, the averagé ) means ensembiend quantum average — both aver-
ages cannot be separated.

e Canonical ensemblén the energy representatigns diagonal and we can
use the same arguments as in the case of classical canonical distributions.
The matrix elements are equal to:

1
Pmm = E e_ﬁEma (311)

where the normalization constant is (again) the partition function

Z=Y ehbm (3.12)

In an arbitrary basis, the density matrix can be written more generally as

1 .
p=- e 1 with Z =TrePn (3.13)

(p and’H are operators!). Thus, for a canonical ensemble, the average (ther-
mal and quantum- mechanical) of an operatas:

<M:H@M:;ﬁww%) (3.14)
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In particular, the internal energy is

E=(H)= ;Tr (He ) = _ 9 pTren

op
E= —;ﬁ InZ. (3.15)
The free energy is
F=—kgThh Z. (3.16)
All the thermodynamic relations are the same as before (Tables | - Il are

still valid), the only difference is that now we have to calculate the partition
function as the trace of the density matrix.

The entropy in a canonical ensembtlg, is the ensemble average over all
(energy) states of the microcanonical entropy

S =—(kgln p) = —kgTr(plnp). (3.17)

e Grand canonical ensembl& the grand canonical ensemble the operator
operates on a generalized Hilbert space which is the direct sum of all Hilbert
spaces with fixed number of particles. The density matrix is:

e_B(H_NN) ,

>
I
[1]] —

where the grand partition function is
E(T, V, ) = Tr e AH=1N),

Notice that nowV is an operator in the generalized Hilbert space. As in the
classical case; is equal to the canonical partition functidgh weighted by
the fugacityz = exp(fu) and summed oveN. The ensemble average of
an operatord in the grand canonical ensemble is

(A) = ;Tr(A g =1y,

—
—
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3.2 Bose Systems

3.2.1 Ideal Bose Gas

Now we shall consider the properties of an ideal gas of particles with integer spin
and massn > 0. As usually for ideal gases, we neglect the interaction between
the particles. The Hamiltonian of the ideal Bose gas is:

p2
p

ny IS the number of particles in the state with momentuirBecause we are deal-

ing with Bosonsj; can also be> 1. We want to study condensation where two
phases come into contact, the number of particles in one phase is not fixed, there-
fore we must work with the grand-canonical distribution. The grand-canonical
partition function of ideal Bose gas is:

= Z e B2y @?/2m) ntBuN. N = Znﬁ'
{nz} 2

(Here we will disregard th€2S + 1) factor which comes from the spin degener-

acy.) In the grand partition function, each sum oxgris over all non-negative

integers and, since the particles do not interact, we can split the partition function
into a product:

o= i i ...Heﬁu}"o[e—ﬁ(ﬁ/?m—u)}m [e—mp%/?m—M]”Q...}: (3.18)

ng=0 n1=0

1

_B3(p2/2m—p) "
:g{;[e 50° 2mp)] }:1;[1—ze—ﬂp2/2m'

Here we have introduced tliegacity» = €°#. The equation of state of an ideal
Bose gas is (see Table I):

PV = kgTInE(T,V, 1)

li‘; ==Y In[1— e Pw/2mn] (3.19)
i
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The thermal average @¥ is determined by the chemical potentia{see Tables):

1 8lnu 1

p
We can write(N) = > ;n; where
" : (3.22)

P B 2mp) _ |

is the Bose-Einstein distribution function, which tells the occupation probability
of a given (non-degenerate) stateFor (/V) to be finite and positive, the second
term in the denominator has to ke 1 for any p, in particular forp = 0. This
means that must be< 0 and0 < z < 1.

For largeV we replace the sum by an integral:

AV / 2% dp (3.22)
and we get:
(V) = 47TV/ P dp o 2/273;1 1
= Vg3/2(2) <%>3/Q = )‘\/3 g3/2(2), (3.23)
where
g (z) = F(ly) /OOO dxez:_yl_l_l = :llZ: (3.24)

and) is the thermal wavelength,

N 2mh? 1/2‘
kaT

The functionsys »(2) andgs/»(z) are shown in Fig 3.1. For later usg; (1) ~
2.612 andgs»(1) ~ 1.342. The pressure is:

kT
fg gs/2(2). (3.25)

P= (2%2) (ksT)*gsja(2) =
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Figure 3.1: The functiong; > (2) andgs 2 (2).

Now let us start increasing the pressure at fixed (high endligfhis increases
the chemical potential, the fugacity, and the density of particl&s,/V. How-
ever, we know that must be< 1. What happens when — 1? Can we further
increase the pressure or the density of particles?

To answer this question we must go back to Eq. (3.20). The termpnith)
which was not included in (3.23) (The density of stat¢®') has av/E depen-
dence onF and vanishes a8 — (.) becomes singular (divergent) when— 0
and it has to be treated separately. This divergence has very important conse-
quences for a Bose gas, as we shall show now. Instead of Eg. (3.20) we must
write:

1 z Vv z

W= z;> eB(p?/2m—p) _ + 1—z Fg‘m(z) * I (3.26)
and the equation of state is:
PV AV e, 62 /2m
T /0 pdpln[l—ze P }—ln(l—z)
P 1 1
]@7 = ng/z(z) Y In(1-2), (3.27)
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The last terms in Egs. (3.26) and (3.27) come from the feem0 and correspond

to the particles in the lowest energy, in the ground state. In the thermodynamic
limit the last term in (3.27) vanishes whereas it remains finite in (3.26). We will
denote

(N) = (N') + (No), (3.28)

where(N’) is the average number of bosons in the continuum (excited, 0)
states,

(N') = ; 93/2(2) (3.29)

and(N,) the average number of bosons in the ground state,

z

(No) = (3.30)

1—2z
The average density of bosons in the continuum states reaches its maximum value
whengs»(z) is maximal, that is for — 1 (1 — 0),

N/ o(T T\
Ww = g32(1) <T;Lk];lz> o T2, (3.31)
s

The fact that(N’) is limited and cannot exceedV/ . .) has its origin in the
guantum-mechanical and statistical nature of the system. The number of avail-
able states in a box with volumié is finite and is equal t%. Each state, on the
average, accommodates particles, where; is given by the Bose-Einstein dis-
tribution function, Eq. (3.21). If there are more th@y’) particles in the system,
they arepushednto the ground state.

3.2.2 Bose Einstein Condensation

We will now investigate the behaviour adeal Bose gases, described by Egs.
(3.26, 3.27). Let us consider a system\dobosons in a volum#'.

At high enough temperaturéN/ ) is so large thatvV < (N/ . .) and the
chemical potential is determined from

mk 3/2
V== (52) " male) (3.32)
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This means that < 1 andu < 0. The density of particles in the ground state is
(No))V=2/(1-2)/]V -0 a V — . (3.33)

Almost all the particles are in thg] > 0 states and the ground state is macro-
scopically empty. The equation of state simplifies to

P 95/2(2')
= 34
kT A3 (3.34)

At very highT, g3,2(2) andgs/»(2) are< 1 and we approximate [see the series
for g,, Eq. (3.24)]:

Gsy2(2) R gsjo R 2 (3.35)

and the equation of state becomes:

P mkgT 3/2 mkgT 3/2 z
R o ~ = —. 3.36
T~ 92 %) < 2 h? ) “\ o2 X (3.36)
z Is determined by the density of particles:
N mkpT\*? mksT\*? 2
v % o 72 X2 ey = 3.37
1% 93/2(2) ( onh? > : onh? A3 ( )

The fugacityz = (N)A3/V vanishes ag'~%/? at highT and for fixed density.
This justifies the approximation (3.35). Eliminatingrom the last two equations
yields the equation of state of the ideal Bose gas at thigh

PV =< N > kgT (3.38)

which is identical to the equation of state of a classical ideal gas (as it should be
at highTm).
Now we lower the temperature by keepingandV fixed. Eq. (3.32) tells
us thatgs,»(z) must increase. This means thaandy also increase. Eventually,
a temperature is reached, whereeaches its maximum value (— 1, N =

(N! ). Thisis the transition temperatufe and is determined by the condition
N kaTC 3/2
= = 1 3.39
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from which we find:

T

© 7 T g2 (D" (340

27Th2 <N>2/3
\%

If we insert this expression into the equation of state, Eq. (3.34), we obtain the
pressure at which the transition takes place:

3/2
mk
P = kpT g (1) (2%/“?) x T, (3.41)

At T¢, the ensemble average of the density of particles in the continuum states
reaches its maximum value whereas the ground state is still efdty/V = 0.

Below T¢, (NV),..) further decreases and becomesN (we keepN fixed).
The chemical potential further approaches zerognnot be exactly- 0, because
that would mean thaV = co) andz — 1 in such a way that the total number of
particles is kept constant. is very close tal, we can puly,(z) ~ g,(1) and the
number of particles in the continuum states is

kaT 3/2

NY=V|—% 1). 3.42
< > ( o2 ) 93/2< ) ( )

When(N’) < N, the ground state starts to fill[Ny) increases. Below¢, thus,

only a part of the particles can be accommodated in the continuum states. The rest

must go into the ground state! The number of bosons in the ground state is:

, mkpT\
(o = 8 = () = v () g
from which we get:
3/2
UX;) - (;FC) . (3.43)

(No)/N is finite, the state withy = 0 is occupied with anacroscopimumber of
particles, the particlesondenseén the momentunspace into the zero-momentum
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) :“.Crmcal line

1

<No>/N
<N'>/N

0.5

. T/Tc

Figure 3.3: Temperature dependence of the relative nhumber of bosons in the
ground (N,)/N) and excited (N’) /N) states.

state. This is th®ose-Einstein condensatioifhe fugacity is, from Eq. (3.30):
z = (Ny)/((No) + 1). In the thermodynamic limit, whel” and (N,) — oo,
z =1 andu = 0 belowTe. The equation of state is:

kaT>3/2 7 9521 (V)

P = g5/5(1) < 512 ga(l) V kgT. (3.44)

Only the particles in the continuum states (in the gas phase) contribute to pres-
sure The patrticles in the ground state (condensate) are at rest, they cannot exert
any pressure. If the density is increased, the extra particles fall into the ground
state and the pressure does not increase. At fixed7, the density of particles

in the gas phase is constant aRds independent oV, see Fig. 3.2. The temper-
ature dependence oiV,) is shown in Fig. 3.3. In the limif" — 0, (N} ,.) — 0

and all the particles are in the ground sta¥es= (V).
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Vacuum

Gas phase

Figure 3.4: Phase diagram of an ideal Bose gas.

The correspondinghase diagranis shown in Fig. 3.4. The normal, gas phase
exists forT > T, i.e., to the right of the transition line. On the line, given by
(3.41), condensation takes place and since the particles in the ground state don’t
contribute to pressure, the condensate lies on the transition line itself. Notice that
the "critical points” in Bose systems formliae in the P vs. T or in the P vs. V
planes and are not in a single point like in van der Waals gases.

We now invert Eq. (3.44),

_ 95DV, (3.45)

V=
gs2(l) P

AsT — 0, also(N’) — 0 and thereford/ — 0 at any finite pressure. The
condensed phase does not occupy any volume. This means that the ideal Bose gas
can be compressed to zero volume without any increase in pressure.

Some commentdhe condensate (ground state) contributes neithétr, toor
to Cy, P, or V! Atlow T, Cy vanishes likel®/? in contrast to the photon gas,
whereCy o« T3. They differ because the density of states is different in both
cases. There are more excited states available for particles than for photons and
the specific heat is greater.

Of course, this, and infinite compressibility are the artifacts of the ideal gas
model. In reality, because of atomic repulsion, the volume of the condensed phase
does not vanish and the compressibility does not diverge. The equation of state of
a non-ideal Bose gas is shown in Fig. 3.5.
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Critical point

Figure 3.5: An isotherm of a non-ideal Bose gas.

Critical point

Gas

Figure 3.6: Phase diagram tfle. He | is the normal, and He Il the superfluid
phase.

Wk

Figure 3.7: Dispersion curve of elementary excitations in lidiide. The excita-
tions around the minimum at, are called rotons.
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3.3 Liquid *He

A candidate for the Bose-Einstein condensation atlois liquid *He. The phase
diagram is shown in Fig. 3.6. He | is the normal liquid and He Il exhibits super-
fluid behaviour. From the fact that the line separating the solid and the fluid phases
is horizontal atl’ — 0, we conclude with the help of the Clausius-Clapeyron
equation, g S S
/Y% fluid — Msolid
daI’ 0= Vauid — Vsolid (3.46)

that liquid He Il at7” — 0 has no more entropy than solid helium, which is highly
ordered, of course. We conclude that the particles in the ground $tate ()
have already the highest possible degree of order although they are in the fluid
and not in the solid phase. We interpret the He Il phase as a mixture of two fluids,
a normal fluid with final viscosity and a super-fluid (formed of particles in the
ground state) with zero viscosity. Characteristic for the superfluid state is also a
very large heat conductivity (as a consequence, He Il does not boil, the atoms only
evaporate from the surface). What is the ground state of He Il and what are the
excitations?

We shall first discuss possible excitations above the ground state of tigaid
and only then the properties of the ground state. In the liquid, the atoms are
close together, they are strongly interacting (exchanging momenta). A state of
an atom with fixed momentum is not an eigenstate of the Hamiltonian, the atoms
are subject to @&ollective motion The elementary excitations in the system are
collective excitationsguasiparticlesphononglongitudinal because it is a liquid)
androtons(see Fig. 3.7). At low momenta, the excitations are phonons with a
linear dispersion relation,

€, = cp. 3.47)
p (

At high momenta (short wavelengths), the interaction between the atoms causes
a minimum in the dispersion curve. Elementary excitations around this minimum
are (for historical reasons) called rotons. Their energy is written in the form:

N2
e =A+ (P—po)” 5 Wff) , (3.48)

where A is the energy gapA/kz = 8.6K, andm* = 1.0 x 10?"kg is the
effective mass of rotongy, = 2.0 x 10~2*kg m/s. At lowT’, the density of these
quasipatrticles is low and they don’t interact.
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The grand canonical partition function for phonons & 0) is, in analogy
with (3.18):

— 4wV oo _Be
In=,, = e /0 p*dpln(l — e p Py
ArV /OO 23dx
3(hpe)3 Jo e —1
ATV
= kgT)?3 3.49

The grand canonical partition function for rotoigglsoy = 0) is:

47V
CR3

InE, o I " pRdpln(1 — e 3P

0
At low T (large ), e #2-A-r0)*/2m" i5 small and we approximata(1l — z) ~
—x. (This is equivalent to using the Maxwell-Boltzmann distribution.)

ATV 00 .
In=, = 423 efﬁA/O depe*ﬁ(p*pOF/Zm

47?/9—% / * pdp e Bro)?/2m"

h* —c0

47V [ 2mm* m*\

= 5\ 3 <p3+ﬁ)e o (3.50)

From these equations, one can calculate the specific heat (and other thermody-
namic quantities) at low temperatures.

Q

3.3.1 Superfluidity

Consider anisolated system (in which energy and momentum are conserved) com-
posed of a long cylindrical capillary filled with liquitHe at7" = 0. Initially, let

the capillary tube rotate along the symmetry axis with the tangential velagity

and let the fluid be at rest. We would expect that - because of friction - energy
would be transferred from the tube to the fluid and that the fluid will gradually be
excited out of the ground state. Let us check under which conditions the energy
and momentum can be transferred to the fluid. Immediately after the tube started
to rotate, the tube had the kinetic enetgy2 /2 (M is the mass of the tube) and

the fluid was at rest and had the ground-state engggyit a later time, we expect

the tube velocity to decrease iy (because we consider an isolated system) and
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that in the fluid an (at least one) elementary excitation with engrgnd momen-
tum p'is created. The conservation laws demand that the energy at a later time
is:

1 1
§M(vO —Av) e, + Ey = 5Mvg + E
(3.51)

and that the momentum is:
M(vy — Av) + py = My = MAv = p; (3.52)

wherep, is the excitation momentum in the tangential direction. Kor+# 0, the
first equation gives the inequality

1
ep = MugAv — §M(Av)2 < MwvyAv. (3.53)
After eliminating M Av, the conservation laws tell us that
U-p > €. (3.54)

Inspection of Fig. 3.7 shows that this is only possibleis larger than a threshold
velocity v.. At small relative velocity between the tube and the fluid, the rotons
are not excited, the momentum is not transferred to the fluid, the fluid will stay at
rest. This means that there is no friction, no viscosity - this is the superfluid phase.
(As we will see later, roton excitations are not responsible for the excitation out
of the ground state. Vortices have higher energy, but leweratio.)

3.3.2 \Vortex Excitations

There are other collective excitations in ligdide that have higher energies than
phonons or rotons, but which nonetheless have much lower energy to momentum
ratio than rotons. The creation of these excitations allows energy and momentum
to be transferred to the fluid at a much lower critical velocity than in the case of
rotons.

Let us now discuss such excitations of the condensate. The wave function of
an excited collective state is

U = e, (3.55)
the (mass) current density is
) A . S
7= % OV — UV] = 7PV (7). (3.56)
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On the other hand, N
= Vmﬁ (3.57)

.}

whereN/V = p = ¢2. From the two equations we get for the particle velocity

h -
U= —Vo(r). (3.58)
m
The wavefunction must be single-valued and the pliasedetermined modulo

27, therefore the closed-path integral of the momentum is
mfﬁ di' = hf Vodl = nh, (3.59)

whereh is the Planck’s constant amdan arbitrary integer.

To understand the nature of these excited states it is best to consider ktguid
within a small rotating bucket. If the bucket is slowly brought into rotation, the
liquid will behave in the following way. At small angular velocities of the bucket,
the liquid will remain at rest. If the angular velocity is increased beyond some
threshold angular velocity, the energy is transferred to the fluid, and the fluid will
make an abrupt transition to a state in which there vemex linerunning from
top to bottom, parallel to the axis of rotation. The vortex line looks like a small
whirlpool, the fluid flows around the line with the velocity that decreases with
distance from the line. Theorticity, defined as the line integral of the momentum
along any path encircling the vortex line, Eq. (3.59), is quantized. As the angular
velocity is increased, more and more quantized vortex lines are created. Once a
vortex line is created, the macroscopically occupied single-particle ground state
IS no longer a zero-momentum eigenstate. It is a quantum state with a flow pat-
tern that includes the vortex lines. When there are many vortex lines, they will
distribute themselves in a pattern so that the average fluid velocity (averaged over
many vortices) is the same as in the case of rigid-body rotation.

To summarize, the quantization of vortices is related to the phase factor of the
condensate wave function, defined in Eq. (3.60). In the lowest-energysiatel,
¢ do not depend on, they are constant. The state in whiglvaries withi”is an
excited state which describes the fluid with one or several vortices.

3.3.3 Order Parameter

A superfluid can be considered as a mixture of two coexisting fluids, of a normal
component and of a superfluid component. At a first glance, one would choose
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the density of particles in the ground (superfluid) state as the order parameter,
because itis£ 0 in the low-temperature phase and vanishégatHowever, in an
interacting system, theperator N, doesn’t commute with, the single-particle
momenta are not good quantum numbers. On the other hand we already know
that the ground state is a state with zero momenisn 0 = —ihV = V = 0.

This means that th&avefunctions a constant in the ground state. Therefore we
choose for the order parameter ttatistical average of the ground-state wave
functionwhich commutes witl{ and which can be written in the form:

1 |
(W) = = Tr[We PP = g (3.60)

(v is the amplitude and the phase of the wavefunction). The density of the
superfluid component i§N,)/V = ¢? = constant. In the superfluid phase, a
macroscopically occupied single-particle quantum-mechanical ground state with
zero momentum extends through the whole volume available to the fluid. Each
atom is not at any particular place, it is simultaneously everywhere in the macro-
scopic volumeThis is the meaning of the order parameter defined in (3.60).

Symmetry breakingThere is a strong parallel betweé#r) and the sponta-
neous magnetizatioh/) in ferromagnets,

(M) = ;Tr (Me ™), (3.61)

wherel is the (operator for the) total magnetic moment and

H=-JY 58S,
(4,9

In the absence of an external magnetic field, thdss invariant under rotations,
M and—M occur with equal probability and therefota/) is always zero. But
we know that the ferromagnets do have spontaneous magnetization’at e
resolution lies in "spontaneous symmetry breaking” - the ground state of a Hamil-
tonian doeshot possess the full symmetry of the Hamiltonian. The ground state
wavefunction is not rotationally invariant, becaygé) points along a definite di-
rection in space whereds is rotationally invariant. In the case of ferromagnets,
thus, the transition corresponds to spontaneous breaking of the rotational symme-
try. One must therefore redefif@/) in such a way that-) and —M are not
both included in the partition function with equal weights. This is most easily
done by imposing an infinitesimal external figid

- 1 -
(M) = lim lim ZTrMe‘B(H‘M'H). (3.62)
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Returning to Bose systems, the Hamiltonian hagadal gauge invariance
the wave functions are invariant with respect to the phase shift,

U(7) — 4O (7) (3.63)

where¢ is an arbitrary phase factor (real number). Bose condensation corresponds
to aspontaneous breaking of global gauge invariandéhen calculating the order
parameter, we imagine, like in magnetic systems that the system is subjected to an
(infinitesimal) external field) which couples linearly to the order parameter. We
calculate the statistical averageb(r) in the thermodynamic limit:

(U(7)) = lim lim éTr\IJ(F)e*BS, (3.64)

n—0V—oo =

where

£=H—uN - / B[ (7)n(7) + U (Pnt (7). (3.65)

The only essential difference with the ferromagnetic case is that the external field
here is fictitious, it cannot be realized experimentally.
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Chapter 4

Methods of Statistical Mechanics

4.1 Mean-Field Theories

Very few models of statistical mechanics have been solved exactly; in most of
the cases one has to rely on approximative methods. Among them, the mean-field
approximation (MFA) is one of the most widely used. The advantage of the mean-
field theory is its simplicity and that it correctly predicts the qualitative features of

a system in most cases.

The essence of the mean-field theory is the assumption of statistical indepen-
dence of the local ordering (spins in the case of magnetic systems). The interac-
tion terms in the Hamiltonian are replaced by an effective, "mean field” term. In
this way, all the information on correlations in the fluctuations is lost. Therefore,
the mean-field theory is usually inadequate in the critical regime. It usually gives
wrong critical exponents, in particular at low spatial dimensions when the number
of NN is small.

The MFA becomes exact in the limit as the number of interacting neighbours
z — oo. This is the case when the range of interactior» oo or if the spatial
dimension is high. In both cases, a site "feels” contributions from many neigh-
bours and therefore the fluctuations average out or become even irrelevant (for
Ising systems, they become irrelevantii» 4). At low d, the MFA must be used
with caution. Not only that it predicts wrong critical exponents, its predictions are
even qualitatively wrong sometimes. For example, it predicts long-range order
and finite critical temperature for thé = 1 Ising model. In the following, we
shall introduce and formulate the MFA for magnetic systems. In the Appendix A
we summarize basic thermodynamic relations for magnetic systems. The results,
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however, are valid also for other systems.

Two formulations of the mean-field approximation. We will now formulate
the mean-field approximation in two different ways.

e A: The “Weiss molecular field theory” according to its “inventor” Pierre
Weiss. This method is straightforward and easy to understand. It gives us
an expression for the order parameter but does not tell us anything about the
free energy or partition function.

e B: The second method will be the Bragg-Williams approximation which is
more sophisticated and is based on the free energy minimization.

We will develop the mean-field approximation on the Ising model in an exter-
nal magnetic field.

4.1.1 Weiss Molecular Field of an Ising System

Weiss formulated a theory of ferromagnetism in which he assumed that the effect
of the neighbouring spins on a given spin can be described by a fictitious “molec-
ular field” which is proportional to the average magnetization of the system.

We start with the Ising Hamiltonian in an external magnetic field:

(ij) ¢

The local field acting on the spin at the sites:
H;=J> S;+H. 4.2)
j
It depends on the configuration of all the neighbouring spins around the. site
If the lattice is such that each spin has many neighbours, then it is not a bad

approximation to replace the actual value of the neighbouring spins by¢aa
valueof all spins,

> S — zm, (4.3)
J

wherez is the number of nearest neighbours amds the mean (average) magne-
tization per siteyn = % >_; Sj. With (4.3), the local field becomes

H;, =2zJm+ H, (4.4)
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Figure 4.1: Temperature dependence of the order parameter in the mean-field
approximation.

The actual local field acting on the sitavas replaced by its mean value and is
independent of the sitéf;, — H,,r. In themean-fieldapproximation the original
Hamiltonian is replaced by a mean-field Hamiltonian

Hur =—Hur > S, (4.5)
which is equivalent to the Hamiltonian of a non-interacting spin system in an
external magnetic field and can be solved exactly:

m = tanh(GHyr) = tanh[G(zJm + H)]. (4.6)

This is a self-consistent, transcendental equatiomfoit has a non-trivial solu-

tion (m # 0) for 5zJ > 1, i.e., at low temperatures. The temperature dependence
of the order parameten for H = 0 is shown in Fig. 4.1. It vanishes at thatical
temperaturél = zJ.

4.1.2 Bragg-Williams Approximation
The Gibbs free energy is a function'6fand 4,

dG = —SdT — MdH. (4.7)
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This equation tells us that for fixéfl and H, G = 0. In equilibrium, thus,G
is an extremum of &ial free energyg with respect to any variational parameter.
We will now search the trial free energy

We start with the density matrix and calculate the Gibbs free energy of an
Ising system. In the Bragg-Williams (mean-field) approach we approximate the
total density matrixp by a direct product of the density matrices for individual
spins,

p~ Hpi o He‘ﬂﬁi. (4.8)

Physically this means that the spin fluctuations are considered to be uncorrelated,
the orientation of a spin is statistically independent of the orientation of any other
spin. There are no correlations in the spin orientation except those coming from
the long-range order. Under this assumption, the Ising Hamiltonian is not only
diagonal in the spin space (the state= +1 is uncoupled from the stat§, =

—1; physically this means that the Ising system has no dynamics), but it is also
independent of all other spins in the system. Thus,ttia¢ density matrices;

are diagonal and of the general form (remember, its trace musthe

(1 +m}) 0
i = 2 ¢ 49
’ 0 i1-m (49
They depend on the variational parameter which is site-independént, m’,
because of translational invariance. With this density matrix the average spin
orientation is:
(Si) = Tr(Sipi) = m. (4.10)

Because of statistical independence of the spins in MFA, the short-range spin
correlations are:
(SiS;) = (Si)(S;) = m?. (4.11)

We can write the (trial) enthalpk' = (H) [whereH is given by the Eq. (4.1)] as:
E= —;zJNm’Q — NHm/ (4.12)

and the trial entropy as:

1+m 1+m' 1-m' 1-m
S——kBTr(plnp)——NkB< —|—2m In +2m+ 2m In Qm)
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Figure 4.2: Trial Gibbs free energy(7, H;m') vs. m" at H = 0.1zJ. Solid

circles denote stable states, open circle a metastable state, and the solid triangle an
unstable state. The curves are labelledb¥-. m andG(T, H) are determined

by the minimum ofG.

(4.13)

With these expressions, the trial Gibbs free energy becomes:

1
GH,T;m')=FE—-TS=FE+kgT Tr(plnp) = _§ZJNm,2 — NHm/+

Lam' 1am 1—m' 1—m
N@T(H”m tm m m

R L >m1®

It depends onH, T, and on the variational parameter. G for H = 0.1 (in
units of z.J) is shown in Fig. 4.2. To get the true equilibrium Gibbs free energy,
G(H,T;m) has to beminimizedwith respect to the variational parametef,

G(T,H) =min G(H,T;m’). (4.15)

The minimization gives:

1 1
,Um+H:2@Tml+m, (4.16)

—m
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T<Tc, [Tc T>Tc

Figure 4.3: External-field dependence of the Ising-model magnetization in the
mean-field approximatiori is the critical temperature. Solid line: stable states,
dashed line: metastable states, dotted line: unstable states.

or:
m = tanh[G(zJm + H)]. (4.17)

This is the familiar “equation of state” of magnetic systems.

The field-dependence of, Eq. (4.17) is shown in Fig. 4.3. At high tem-
peratures{ > 1¢), the order parameten behaves as in a paramagnet, this is
the paramagnetic phaseThe spins are partially ordered only becauséiofFor
H = 0, the spins ardisordered therefore this phase is also called the disordered
phase. At low temperaturd’(< T¢), the spins arspontaneously ordereglven
in the absence off. This is the spontaneously ordered phase. The system has
long-range orderfor J > 0, all the spins are oriented predominantly in the same
direction, this is the ferromagnetic phase.

The Gibbs free energy is:

N NksT . 1—m?
G(T, H) = %Jm2+ S 4m
zN

= 7Jm2 — NEkgT'In[2cosh B(zJm + H)) (4.18)

78



. Vilfan Statistical Mechanics Chapter 4

wherem is related toH via the Eq. (4.17). The equation of state is

~ (9G(T, H) B
M=— <8H>T (M = Nm). (4.19)

The Helmholtz free energy i8(7, M) = G(T, H) + HM:

1 1
FMF(T,M):Nk;BT[ zmln ;m

1-m., 1—m 1
+ |

(4.20)

5 In 5 —§N2Jm2.

The field dependence of the equilibrium Gibbs free enéfgy shown in Fig.
4.4. The equation of state now reads

~ (OF(T, M)
H_<8M )T. (4.21)

The Helmholtz free energyf' (7', M, N) is shown in Fig. 4.5.

As before, the critical temperature, where the spontaneous ordering vanishes
in the absence of external magnetic fiéldasT is increased, is determined by the
conditionfGgozJ =1,

In the past, many improvements to the simple MF theory presented here have
been proposed. With these improvements, the MF critical temperature came closer
to the exact critical temperature. None of these theories, however, was able to
bring an improvements to the critical exponents, they kept their mean-field values.
The real break-through brought the renormalization-group theory, which will be
introduced in Section 4.3.

4.1.3 Landau Theory of Continuous Phase Transitions

In the previous Section we have seen that the trial Gibbs free egéigy; M’)
was an analytic function which had approximately a parabolic shape as a function
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G(T,H)

-1.5

Figure 4.4: Equilibrium Gibbs free energy. At low temperatures, when a first-
order transition atf = 0 takes place, part of the curve corresponds to metastable
states and part to unstable states.

of the variational parametéil/’ above the critical temperature and a double min-
imum belowT,. Close to the critical point and fdd = 0, the minimum ofG is
close tom’ = 0 and we can expand the trial mean-field free en&igp a very
good approximation in a power seriesrof

1
G(T,H;m) :Go+§rm2+um4—|—--- (4.23)

At T > T, r must be> 0 and belowl, it must be< 0, thusr changes sign and
in most of the cases it can be approximated by a linear temperature dependence,
r = 7"/<T — Tc)/TC

The Landau theory iphenomenologicahnd deals only withmacroscopic
guantities. The theory does not deal correctly with the fluctuations and is a mean-
field theory. In fact, the Landau theory of continuous phase transitions is much
more than just simple expansion @f It is based on theymmetryof the system.
Landau postulated that the free energy can be expanded as a power sefies in
where only those terms that are compatible with the symmetry of the system are
allowed.
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F(T,m)

1.0

T=15Tc
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Figure 4.5: Equilibrium Helmholtz free energy. At low temperatures, where the
transition is first order/’ has two minima, corresponding tom. The region
between the two minima is the coexistence region when the system can be partially
in the+m, and partially in the-m state (domain structure!).
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Formulation of the Landau Theory

Critical anomalies take place on long lenthscales. Therefore it is enough and in
order to change from discrete to continuous description:

m; — m(7)

hi — h(F).

In formulating the Landau theory let us consider a macroscopic system and
assume that there exists a (generalized; not necessarily magnetic) order parameter
densitym(7) averaged ovamicroscopic, atomidistances.. Because of the aver-
age,m(r) is now acontinuoudunction of7 (continuous inn and in7)! There can
be no fluctuations im:(7) on the lengthscale smaller thar{a ~ lattice spacing).
Correspondingly(7) has no Fourier components with wavevector greater than
k =2r/a.

In lattice models, the canonical partition function appropriate to the Gibbs free
energy of a spin system is:

Y(T,H)=> e (4.24)
{Si}

(we have to sum over all spin configurations). Now, singe’) is a continuous
function of the coordinate, we must replace the sum by a functional integral over
all functionsm(r). When doing this replacement one must not forget thét)

is equal to the average of a microscopic sgirover a small volume. That means
that there can be several microscopic spin configurations which average into the
samem(r). Let there be2(m(r)) spin configurations that lead to the sameér).

Then, the sum over all spin configurations is equal to the functional integral over
all functionsm(r) where each functiom(r) is weighted by (m(r)):

S / Din(r) Q(m(r)). (4.25)
{si}

The patrtition function is:
Y(T,H) = / Dim(r) Q(m(r)) e PHHm), (4.26)
Using the Boltzmann formuld = kg In 2, we can writeY” in the form:
Y(T,H) = /Dm(r) g AHUHm(r)=T'5)
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- / Din(r) g 09T Him(r), (4.27)

where we have introduced thandau free energy

G(T,H;m(r)) = H(H;m(r) — TS(m(r)). (4.28)

Notice the analogy between this equation and the trial Gibbs free energy ob-
tained previously with the Bragg-Williams method! The Landau free energy is in
fact a generalization of the trial Gibbs free energy.

Notice also that the entropy(m(r)) is not equal to the usual microcanonical
entropy S (related to the number of configurations in an energy intetval)
because we did not make any summation over the energies!(r)) is related
to the number of microscopic configurations leading to the same funatiemn.

Only after integration over all the states in a certain energy interval we would
get the usual thermodynamic entrofy Therefore we can cali(m(r)) a partial
entropy.

We still have to work out the functional integral in order to get the (equilib-
rium) partition functionY (7', H)! FromY (T, H) the Gibbs free energy is:

G(T,H) = —kgTInY (T, H) = —ksTIn / Dm e #9THm - (4.29)
In the Landau approach we write down the Landau free energy in a most gen-

eral form as an expansion in terms of the order parameter and its derivatives by
taking into account all the symmetry-allowed terms up to a given order:

1
G(T,H,m) = /dV <2rm2+um4+---—Hm
1
+ gl Vmf 4+ ) . (4.30)
The highest-order coefficient in the expansion must always be positive, else the
system were unstable. For the Ising model, this form can also be obtained by

expanding G, Eqg. (4.14), in powers of. The last term appears ih is site-
dependent:

S;S; — m(r) m(r + a) = m(r) m(r) + m(r) aVm(r) + ;a2V2m(T) +oee
(4.31)
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The first term is already included in the first line of (4.30), the second term van-
ishes in systems with center of inversion (symmetry argument!) and the last term,
after partial integration over the whole volume, gives the term proportional to
|Vm|?. The prefactoy must also be positive always. A negatiyevould lead to
completely unphysical wild fluctuations th on extremely short lengthscales.

Here we have assumed a one-component order parameter. In general, the order
parameter can have several components or be complex. The coefficients are in
principle temperature-dependent and depend also on the symmetry of the system.
For example, the coefficient of the cubic term vanishes if the system is invariant
under the reversal ofi(r) whenH = 0. Usually we assume thatis temperature
independent whereas the quadratic term has a linear temperature dependence,

r=r't, t=(T~-1Tc)/Tc (4.32)

In the Landau theory we assume that the fluctuations of the order parameter
are small, that the important valuesmaflie in a narrow range near its equilibrium
value that minimizes the Landau free energy. In fact, the maximal contribution
to the partition function comes from the term with minimal Landau free energy.
In the thermodynamic limit, the probability of any other configuration will vanish
rapidly. Therefore we make use of the saddle-point approximation, the functional
integral (4.29) is equal to the maximum value of the integrand, multiplied by a
constant. For constant field, the functional form ofn(r) that maximizes the
integrand (minimizes the Landau free energy), is a constant, determined by the
conditions

og %G

[ > .
SL=0 o >0 (4.33)

In the saddle-point approximation we immediately obt{fi", H) from Eq. (4.29):
G(T,H) = Gy + min,,G(T,H;m) = (4.34)

In equilibrium, the system is at the bottom of the Landau free en@rghhis
determinesn andG(T, H). FromG(T, H) we get other thermodynamic quanti-
ties, as before.

The advantage of the Landau theory is that it allows one to study a macro-
scopic system without knowing all its microscopic details. It is based on the sym-
metry properties of the macroscopic system alone.
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4.1.4 Critical Exponents in the Landau Theory

We will now calculate the critical exponents of the Landau model. To be more
specific, let us investigate the Landau model of magnetic phase transitions, when

G=Go+ (;rm’2 +um'* — m’H) 1% (4.35)
In equilibrium, wheroG /om’ = 0, we get theequation of state
rm + 4um® — H = 0 (4.36)

e Order-parameter exponefitl H = 0). For H = 0, andr > 0, the equation
of state has a single solutiom, = 0, there is no spontaneous magnetization
aboveT, as expected. Far< 0, the equation of state has three roots when
H = 0. The root atm = 0 belongs to an unstable state, so we are left with
two real roots. The result is:

[ 7! 1/2 1
4u
m=20 t>0

e Critical isotherm exponernit (1" = T¢). Now, r = 0, and we haveum? =
H, from which it follows

m = {‘/E = §=3 t=0 (4.38)
4u

e Susceptibility exponeni. The isothermal susceptibility is defined as

om
From the equation of state, Eq. (4.36), we get:
om om
— R2um? |- | —1= 4.4
r<8H>T+ o (aH)T " (449
from which we find:
— o t! =y=1 t>0
r't
X7 = { ) (4.412)
—1 o
—27”t0(|t| =v=1 t<0
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e Specific-heat exponent (H = 0). The specific heat at constant (zero) field

IS
ey =T <820> (4.42)
H

aT?

Fort > 0, m = 0, andG = Gy = const. (that means that7, does not
depend on the reduced temperatt)rsocy, is zero. Fort < 0 (andH = 0),
m? = —r/4u and

G=Gy— 16ut2 (4.43)
It follows:
0 =a=0 t>0
e { T/;ZC =sa=0 t<0 (4.44)

Comment 1: We see that the Landau theory gives mean-field (also called "classi-
cal”) critical exponents.

Comment 2: AtH # 0, there is no phase transition, all the quantities vary
smoothly, only the exponentis defined.

4.1.5 Short-Range Order and Fluctuations

Although the correlations and fluctuations are neglected in the MFA, we can still
get an estimate of the short-range correlations. To obtain the mean-field values of
the exponents andn, which describe the behaviour of the correlation function,
we have to include the gradient term in the Landau free energy. In the frame-
work of the mean-field theory, this leads to the Ornstein-Zernike approximation.
To investigate the correlations, we consider the response©f to a perturbing

field acting, say, at the origind () = AJ(r) via the “response function”, the
susceptibility:

m(R) = [ a7 = ) H (). (4.45)
The Fourier transform of the last convolution is simply:
m(q) = x(Q)H(q). (4.46)
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To the lowest order im» andVm, the Landau free energy is:
d 1 2 1 2
G(H;m(r) = Go + [ d' | SgVm() + S
+um (7) — Am()3(7)] (4.47)

We first make Fourier transforms to the-dimensional momentum space,

m(q) = /ddr e_i‘i"?m(F)

m(7) = (2;)61 / dlq €77m(q) (4.48)
The Fourier transform o¥/m is:
V(i) = g [ @' (V) m(@
- (2;)d / dlq ig&@" " m () (4.49)

The Fourier transform of &—function is a constant,

5(7) = (er)d / diq &7 (4.50)

In the momentum space, the Landau free energy is:

G(H:m(@) = Gy + [ da [Logm*(@) + 5rm*(@
+um’(g) — Am(q)] - (4.51)

Here, we approximated the Fourier transformmdf() by m*(q)!

In the mean-field approximation the modes with different momerdee as-
sumed to be independent of each other. Therefore we can mingniae each
individual mode separately,

G
om(q)

and the equation of state in momentum space is:

0, (4.52)

(9¢° + 1)m(q) + 4um?(q) = . (4.53)
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Fort > 0, whenm vanishes in the absence of the field, we can neglect the cubic
term, and we get:

A 1

X(q) = T (4.54)

m(q) =

99° + 1

After a (somewhat tedious) Fourier transform back to real space we find in the
limit of large 7

X(7) o< m(7) o r2—d exp(—r/§) =n=0 (4.55)

_ /9 1
g_\/; = v=s (4.56)

BelowT¢, m # 0, we replacen(r’) by m+dm(r), wherem is the spontaneous
magnetization andm the response to the infinitesimal perturbing fiald We
expand in powers afm and retain only linear-order terms. We find:

where

A

om(q)

and the same exponents asfor 0.

In the Ornstein-Zernike approximation (random-phase approximation), the
modes with different momenta are considered to be independent of one another.
The free energy is a sum (integral) of contributions from non-interacting normal
modes.

4.1.6 Validity of The Mean-field Theory

The mean-field theories neglect the fluctuations of the neighbouring spins, each
spin interacts only with the mean value of its neighbours. So, the mean-filed
theories can only be valid when fluctuations are irrelevant. We will now estimate
the relevance of fluctuations close to the critical point. We shall calculate the free
energy of the fluctuations and compare it with the free energy calculated in the
MFA.

To the order of magnitude, only those fluctuations can be thermally excited
whose free energy is of the ordegT (or less). The free energy of a typical
fluctuation will thus be proportional thg7". Since the size of the fluctuation is of
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the order of the correlation lenggh(this is how the correlation length is defined),
the free energy of a typical fluctuatigeer unit volumas proportional to

G fruct < &% o [t (4.58)

On the other hand, the singular part of the mean-field free energy is governed by
the specific-heat exponent

GMF X ’t|2ia (459)

(we obtain this expression after two integrations of the specific heat over temper-
ature). For the mean-field theory to be "exadt’s;,. < Gup in the limit as
t— 0,

G UC; . —
lim —2M% o Jim [¢[752 =0
[t|—0 GMF [t|—0 5
—vd—2+a>0=d>"_2 (4.60)
v

For the Ising model (scalar order parameter) in the mean-field approximation
0 andv = 1/2 and we get the condition

d>4. (4.61)

The mean-field exponents are correct and the fluctuations are irrelevant only for
d > 4. d = 4 is called theupper critical dimensiomf the Ising model.
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4.2 Monte Carlo Simulations

With the modern computers, different computer simulations became extremely
powerful techniques. One sets up in the computer the Hamiltonian describing a
physical system and tries to see how it behaves. However, an efficient and reliable
computer simulation is full of tricks and a lot of experience is needed to produce
reliable results.

Among different computer simulations, the Monte Carlo (MC) simulations are
probably the most widely used in statistical mechanics. MC simulations are used
to study classical as well as quantum systems, continuous spin systems, liquids
and other disordered systems, gauge theories, etc. Here we shall explain the prin-
ciples of the MC methods on the prototype example, the Ising model on a square
lattice.

4.2.1 Importance Sampling

In statistical mechanics we calculate the expectation values of thermodynamic
observables. For a spin system, the expectation value is defined as
—OH
() = Z AT (4.62)
Yisy &
For an Ising system, the sum is 0\&Y configurations. This number is extremely
large for all but very small systems. Therefore one must find a method which
estimates thermodynamic properties by sampling a small subset of representa-
tive configurations. One possible strategy would be to scan randomly the whole
configuration space (scan randomly over all spin configurations). The expecta-
tion value ofA would then be obtained as a sum over the scanned configurations,
weighted by the appropriate Boltzmann factors. However, this random sampling
has a very serious drawback. Because of the Boltzmann factor which brings a
negligible weight to most of the configurations, very few configurations will con-
tribute to the expectation value ¢f and a very unreliable estimate will result.
This problem occurs because only an extremely restricted part of the configura-
tion space is occupied with a considerable probability in the thermodynamic limit.
Therefore it makes sense to restrict the sampling only to these states. this is the
importance sampling
Importance sampling is realized if we generatdarkov chainof configura-
tions, i.e., a configuration is generated from the preceding configuration. The dis-
advantage of this Markov chain is that the successive configurations are strongly
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correlated and therefore very long sequence of configurations is needed to obtain
reliable averages. The expectation valuelag now equal to:

1 Mmax

whereA,, is the average ofl overn successive configurations.

4.2.2 Metropolis Algorithm

In generating successive configurations, the transition probability must be normal-
ized, ergodic, and it must obey detailed balance. The Metropolis algorithm fulfills
the above conditions. A new configurati¢;} is obtained from the previous
configuration{S;} by flipping one or more spins. In the Metropolis algorithm, the
probability that the system changes frdis} } to {S¢} is

PS5} = {Sr}) =

—B(Es—E;) i .
{ e P(Ey it  Ef>E (4.64)

if E <E

where E; and £y are the energies of the previous and final states, respectively.
With this choice of transition probabilities, the system tends asymptotically to a
steady state in which the probability of a given configuratior &€},

The practical implementation of the Metropolis algorithm is very simple. First,
a spin is selected either at random or sequentially. The spin is flipped and the en-
ergiesky; and £y are calculated. Finally, a pseudo-random number is used to
accept or reject the flip with the probability (4.64). The meaning of this condition
is straightforward. If the systems gains in energy by flipping the spin, the flip
is accepted. It is also accepted if it costs energy to flip the spin, but the energy
difference is small so that the Boltzmann factor is larger than the random number
(analogy to thermal excitations!). The flow chart of a MC program is shown in
Fig. 4.6.

4.2.3 Practical Details and Data Analysis

¢ Initial Configuration. In principle, the initial configuration should not in-
fluence the final configuration. However, the equilibrium may be reached
faster if a proper initial configuration is chosen. An example, showing the
approach to thermal equilibrium inca= 3 Ising ferromagnet, is shown in
Fig. 4.7.
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Set up the lattice
(Initial configuration)

Choose a site
Flip the spin
Calculate b = exp(—AE/kT)
Choose a random number
0<r<i1

Accept the flip Reject the flip

A k=Fk+1

Calculate the physical quantity
Ay,
of the configuration &

Calculate the average of
the quantity A:
Ry
k

Figure 4.6: Flow diagram of a Monte-Carlo simulation with Metropolis algorithm.
During the firstk; steps the system still approaches to its equilibrium configura-
tion, therefore these configurations are not included in calculating the average

properties.
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Figure 4.7: Relaxation of magnetization towards its equilibrium value in a Monte-
Carlo simulation of an Ising system ori@x 10 x 10 lattice with periodic boundary
conditions. Solid lines are “instantaneous” magnetizations and dashed lines their
equilibrium estimates. (From: K. Binder and Z. Rauch, Z. P2y®, 201 (1969).)
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Figure 4.8: Scaled magnetization vs. scaled temperature of an Ising model on a
square lattice. (From: D.P. Landau, Phys. R&\3, 2997 (1976).)

e Boundary ConditionsDifferent boundary conditions are used. In periodic
boundary conditions the system is periodically repeated in all directions to
mimic an infinite system. Alternatively, one may describe the effect of the
surrounding spins on an (inevitably) finite lattice by a mean field, acting on
the spins at the border. Open boundary conditions, when the finite lattice is
isolated and the spins at the surface have less neighbours than other spins,
have also been used.

e Finite-size effects.Lattices, considered in MC simulations, must have a
finite size (L) whereas we are usually interested in the macroscopic prop-
erties. The question is, how to take the limit bfto co. Usually, one
calculates an average for several different lattice sizes and then extrapolates
the average to infinité. This extrapolation is simple away from the critical
point where the correlation length is small compared.toThe problem
becomes non-trivial in the critical region becagsehich would normally
diverge, cannot exceell. As a consequence, singularities associated with
the critical point are rounded. If possible, scaling forms should be used in
extrapolatingl. — oo (see Fig. 4.8).

e Random-number generat@aeneration of uncorrelated random numbers is
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not a trivial problem. Computer languages have built-in "pseudo-random-
number” generators. Not always these pseudo-random-number generators
are random. In particular, if random sampling is used, then it might happen
that some points on the lattice are visited more often than the other (which

- in the worst case - may never be visited). Pseudo-random-number gen-
erators use algorithms to calculate a sequence of (random) numbers. Care
must be taken to initialize random number generators with different "seeds”
in order not to obtain the same sequence of random numbers each time.

e Statistical errors.To obtain reliable results, an average must be takemover
much larger than the number over which the MC states are correlated. This
becomes more difficult near the critical point because of critical slowing
down.

e Free energyMonte-Carlo simulation samples only a very small part of the
phase space whereas to obtain the partition function or the free energy, we
must sum over the whole configuration space. In MC simulations, there-
fore we calculate the free energy by integrating one of its derivatives, e.g.,
— [ MdH. This means that we need to calculaté /) in a range off.

e Conservation lawsAbove, the spins were allowed to flip uncorrelated from
one another. This works fine for magnetic systems, where the order param-
eter is not conserved. For binary alloys, e.g., however, the number of atoms
is conserved and so is the order parameter. So, opposite spins have to flip
simultaneously (one "up>»"down” and another - usually a neighbouring -
one "down™—"up”). The conservation laws have important consequences

for the kinetics of fluctuations (slowing down).
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4.3 The Renormalization Group Methods

Some typical results of MC simulations ofla= 2 Ising ferromagnet are shown
in Fig. 4.9. At highT (T' = 21,), there is only short-range order, the spins
form small clusters. The correlation length (approximately equal to the linear size
of the largest cluster) is small. Close (but abo¥g) somewhat larger patches
in which most of the spins are lined up in the same direction begin to develop.
When the system reachég, these patches expand to infinite size, but fluctuations
of smaller scale persist! At the critical temperature, spins form clusters at all
lengthscales, including one infinite-size cluster (which cannot be seen on a finite
system, but we know that the correlation length has to diver@e atAs a result,
all scales of length must be included in a theoretical descriptidnother very
important conclusion is reached if we substitute a block ®f3 spins by a single
spin with the orientation prescribed by the majority rule (block spin "up” if the
majority of the spins in the block is "up”, and vice versa). In this way the length
scale of the lattice is changed by a factoe 3 each time. This is a "real-space
block-spin renormalization-group transformation”.
Examples of such transformations are shown in Figs. 4.10-4.12. BElow
the system has long-range order but, because the system is cltsethe fluc-
tuations form large clusters of oppositely ordered spins. However, under each
transformation the size of the unit cell increases, the fluctuations become smaller
and smaller and those fluctuations, which are smaller in size than the lattice spac-
ing, disappear. Under successive transformations, thus, the system becomes more
and more ordered, it effectively approaches zero temperature, see Fig. 4.13.
Above Ty (Fig. 4.11), there is no long-range order, spins form random "up”
and "down” clusters. Under each transformation, the correlation length (expressed
in units of the new unit cell) decreases, the clusters become smaller and smaller
as if the temperature were higher, but they never disappeafl’ At T- (Fig
4.12), the clusters are @il length scalesincluding one infinitely large cluster.
The correlation length is infinite (exceeds the size of the lattice used in the MC
simulation). Under successive transformations, it remains "infinite”, there is no
change in the distribution of cluster sizes, the system is invariant under scale trans-
formations! The system remains at the critical temperature and the critical point
is afixed point Other (trivial) fixed points ar§” = 0 andT" = oo because the
system away froric tends to one of these points under successive scale transfor-
mations. Decrease of the correlation length under successive transformations is an
extremely useful property because it makes the fluctuations uncorrelated and we
can solve the system using an approximate (e.g., mean-field) theory to calculate
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1.05T,

Figure 4.9: Results of MC simulations ofia= 2 Ising ferromagnet at differeft.

At high T (T = 2T¢; top)

Close (but abdiie)

the correlation length is small

(middle), somewhat larger clusters begin to develop. When the system rdaches

but fluctuations on smaller scale
AnR41, 140 (1979).))

(bottom), these clusters expand to infinite size

persist! (From: K.G. Wilson, Sci.
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Figure 4.10: Block-spin transformation is applied to a lattice repeatedly -at
0.997¢. Each time the number of spins is reduced by a factdr, @lucidating

the behaviour of the system at a larger scale. The correlation length decreases
under successive transformations. Clearly seen is the decrease of the correlation
length and a suppression of the fluctuations. Under each transformation the system
appears more ordered, the system flows under the renormalization transformations
towards zero temperature. (After K.G. Wilson, Sci. A?d.1, 140 (1979))

98



. Vilfan Statistical Mechanics Chapter 4

;-«-&

e

Figure 4.11: As Fig. 5.9 but far' = 1.227-. Under each transformation, the
correlation length decreases, the system flows towards infinite temperature. (After
K.G. Wilson, Sci. Am.241, 140 (1979))
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Figure 4.12: As Fig. 5.9 but fof’ = T-: The correlation length is infinite
and remains infinite under successive transformations, the system remains at the
critical temperature. (After K.G. Wilson, Sci. Ar241, 140 (1979))
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Figure 4.13: Block-spin renormalization At = 0. Upon successive decimations

of an initial configuration ai” < T the system becomes more and more ordered
as if the temperature were lower and lower. Eventually, the system becomes com-
pletely ordered, this is thé&’ = 0 fixed point. Upon decimations of a state at

T > T¢, the system becomes more and more disordered, the correlation length
decreases as if the temperature were higher, until the correlation length becomes
on the order of the lattice spacing. This is the infinite—temperature fixed point.
A system atl; stays, upon successive decimations/@t This is another fixed

point, the critical point.

the properties in that region and then transform back to the original lattice. This
is the basic idea of the renormalization-group methods and we shall exploit this
idea on some simple examples.

4.3.1 A Trivial Example: The d = 1 Ising Model

In the renormalization-group methods the temperature changes under successive
transformations, therefore it is convenient to work with tbéuced Hamiltonian

we divide’H by k5T. The reduced Hamiltonian of an Ising Hamiltonian with NN
exchange interaction in an external field is

i i B

Recursion relations. If we want to make several successive renormalization-
group (RG) transformations, the structurerdimust not change after each trans-
formation. We are thus seeking for such a transformation from the old Hamil-
tonian’H to the new Hamiltoniart{’ that keeps the structure of the Hamiltonian
unchanged under successive transformations. In addition, the transformation must
be such that itloes notthange the partition function. That is necessary because
this ensures that the physical properties of the system are not changed. The parti-
tion function of the one-dimensional Ising model in an external field is written in
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Figure 4.14: Decimation on thé= 1 Ising model.

the form

Z(N,K,h) = Y e’t= ZeKZiSiSerhZisi
{s} {S}
= Z eK(S1Sz+5253)+h52+g(51+53)

{s}
w @l (8381+5485)+hSa+5 (S3+55) o . .. (4.66)

We divide the lattice into the sublatticesando, denote the spins on the sub-
lattice byo; (Fig. 4.14),

7 =% @K (SuSs) thlt 5 (S1450) gralK(SahSo) +hl+5 (Ss+55)
{5} {s}

Y

(4.67)

and carry out a partial trace, i.e., we sum o¥®f? configurations of thgo} spins
sitting on thex sublattice:

ZINK,h) = ¥ [e(K+g)(Sl+53)+h +e(—1<+§)(51+53)—h} X ... (4.68)
(s}

The entire partition function must not change a&ndnust keep its structure, there-
fore we have the condition

N /
Z(N,K,h) = eNg(K»mZ(?,K’,h') =eMY e (4.69)
{S}
where
H = —-K' Z S;Sipo — N Z S; (4.70)
i€odd i€odd

andg is a constant. This will ensure that the physical properties will not change
under successive iterations. The two conditions (4.70) and (4.69) imply that

e(K+%)(Si+Si+2)+h + e(*K+%)(Si+Si+2)*h
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— eK,SiSi+2+%l(Si+Si+2)+29' (4.71)
The last equation has to hold for afy, S;.» = £1:
e2K+2h + e 2K _ eK’+h’+2g

e2K72h+e72K _ eK’—h’+2g

e et = e Kt (4.72)
from which we get:
(e2K+2h + e—2K> (eZK—Qh + e—2K>

AK’

€ 3
(e +eh)

o @K+2h | 2K

eQK—Qh + e 2K

s — (e2K+2h +e—2K> (e2K—2h +e—2K) (eﬁ +e—h>2 (4.73)

or:
K- lln cosh(2K + h) CQOSh(QK —h)
L cosh B
cos +
W o= ht-ln—" T
* P cosh(2K — h)
1
g = glhn |16 cosh(2K + h) cosh(2K — h) cosh® h] . (4.74)

Equations (4.73) or (4.74) are thiecursion relationsand determine the fixed
points and the flow diagram of the system.

In each iteration, the number of degrees of freedom is reduced by one half, the
new Hamiltoniar{ has only one half of the previous spins,

N' =N/b b=2, (4.75)
and the lattice spacing is increased,
a' = ba. (4.76)

Other lengths which are measured in units of the lattice spacing are reduced by a
factorb. For example, the new correlation length is

& =¢/b. (4.77)
The remaining spins on the decimated lattice interact with their new nearest neigh-

bours through the renormalized coupling constdiitsand are subject to renor-
malized fieldsh'.
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Fixed points. At a fixed point the parameters (the coupling constants — in our
caseK andh) do not change under successive decimations. This means that the
system at a fixed point stays at this point in the parameter space. With the new
variables

0< (z,y,2) < 1 (4.78)

the recursion relations become

oo (4y)”
(x +y)(1+zy)
;o r+y
vy = y1+xy
1
"= PP 4.79
S A P TG TR (4.79)

The recursion relations far andy do not depend on. Physically, this means
that the singular behaviour of the free energy does not depend on a shift in the
energy scale. Therefore, we first investigate the flow diagram and fixed points
in the (z,y) plane, see Fig. 4.15. From the first equation it is easy to see that
¥ =xif x = 1,1.e.,271 is a fixed point of this system for arbitragy. We
denote the fixed points by @ There is a line of fixed points at* = 1 for
0 < y* < 1, corresponding to an infinite-temperature sink. Along this line, the
spins are completely disordered ane- 0. If we setz = 0, the second equation
reduces ta/ = 2, which has two fixed points, one at = 1 and one ay* = 0.

The fixed point atz*, y*) = (0, 1) (this meang? = 0 andT" = 0) corresponds to
the critical point wheré — oo. This is correct because we know that the- 1
Ising model hag - = 0. This fixed point is unstable and any point in its vicinity
will flow under RG transformations away from it towards the fixed points on the
line atz* = 1. The critical behaviour of théd = 1 Ising model is governed by
the least stable fixed point &t*, y*) = (0,1). The point at(z*,y*) = (0,0) is
another fixed point which correspondsfio= 0 and H = oo. At this fixed point,

the spins are completely ordered.

4.3.2 RG Transformations on thed = 2 Ising Model

The recursion relations of thé = 1 Ising model could be formulated exactly.
Usually, however, farther-range interactions are introduced under successive dec-
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Figure 4.15: Schematic flow diagram of tde= 1 Ising model. (After J.M.
Yeomans, Statistical Mechanics of Phase Transitions, Oxford 1992.)

imations and approximations have to be made in order to get the closed-form
recursion relations.

As an example, let us apply the decimation on the= 2 Ising model on
a square lattice in the absence of an external field. We start with NN (nearest
neighbours) exchange interactions and sum the partition function over all possible
configurations of ther spins (these are the spins that will be decimated, they are
denoted byx in Fig. 4.16).

Z - Z eK Z<ij> SiSj = Z Z eK Z’L‘(Si+13+sifz+si+y+sify)0'i

{5} {8} {o}
_ Z H [eK(SHﬁSFﬁSHerSFy) + e_K(Si+z+Si—z+Si+y+Si—y):| .
{8}y @

(4.80)

Sy, andS,, are the "right/left” and "upper/lower” neighbours ef, respectively.

The conditions are that under decimatismrmust not change and that should

have the same structure as the original Hamiltonian. However, we soon realize
that we cannot fulfill the above conditions with the renormalized form of the initial
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Figure 4.16: Decimation on thé = 2 square lattice. The spins denoted ky

are decimated X is the NN interaction and. the NNN interaction. After deci-
mation, the lattice constant increaseshby /2, and previous NNN become NN
(nearest neighbours). Solid lines represent the original lattice and dashed lines the
decimated lattice.

Hamiltonian. After decimation we get a more complicated Hamiltonian:

H = — D [K'(SisSity + SitySio + Si—aSi—y + Si—ySits)

)

+  L'(SitaSi—a + SitySi—y) + Q' SisaSisySi—aSi—y + C'],
(4.81)

where K’ is the new NN interaction].’ the new NNN (next nearest neighbours)
interaction,()’ the four-spin interaction, and’ a constant. Only with the Hamil-
tonian of this form, it is possible to satisfy the conditighh = Z for arbitrary
configurations of5., ,. Although we started with only NN interactions, decima-
tion generated NNN interaction and even four-spin interactions. So, we have to
start from the beginning again with a more complicated Hamiltonian which in-
cludes all these interactions. In the following we shall negigand assume that

L is small. In this case we obtain the following approximate recursion relations:

L+ 2K?
K? (4.82)

K/
L/

Q &
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Figure 4.17: The renormalized interaction after a decimatidn-is2x.

In fact, these relations could be guessed immediately, see Fig. 4.17. The new near-
est neighbours are the previous NNN, therefore the terim the first equation.
Besides, they were connected by two pairs of consecutive bonds, this BFiigs
In the second equation, the new next nearest neighbours (NNN) are connected by
two consecutive NN bonds on the old lattice - each of them contributing a factor
K.

The recursion relations 4.82 have two trivial fixed poirfts,*, L*) = (0,0)
and (K*, L*) = (o0, 00) and one non-trivial fixed point &tl/3,1/9). The first
one is the infinite-temperature, paramagnetic fixed point, the second one is the
zero-temperature, ferromagnetic fixed point. The non-trivial fixed point corre-
sponds to the critical point of the system.

4.3.3 General Properties of the RG Transformations

So far, we have seen that the renormalization-group transformations work by
changing the length scale and by reducing the number of the degrees of freedom.
Only at criticality the system remains unaltered under the change in scale and the
critical behaviour is determined by a fixed point of the transformation.

We start with an effective Hamiltonian, which is characterized by a set of
coupling constants and fields, L, - - -. Each set of these constants defines a point
in the "Hamiltonian space,” the space of coupling constants. The renormalization-
group transformations work in this space,

H = RH. (4.83)

The renormalization-group operat@rreduces the number of degrees of freedom
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from N to N'. This defines the scale factar

N
=¥
In the previous examples, the reduction was made in real space either by block-
spin transformation or by decimation; later we shall do the reduction also by inte-
grating out large momenta (short wavelengths) in momentum space.

The essential condition to be satisfied by any RG transformation is that the
partition function must not change,

be (4.84)

Zni(H') = Zy(H). (4.85)

Therefore the total free energy does not change but the free energy per unit cell
(spin) increases as

F(H') = b f(H). (4.86)

All lengths, measured in units of the new lattice spacing, are reduced by the factor
b. Thus, the correlation length scales as

1
¢ = Ef. (4.87)

Fixed points. The iteration ofR traces a trajectory in the Hamiltonian space,
this is called the "Hamiltonian flow.” The trajectories end in fixed poikts de-
fined by

H* = RH" — H =H=H" (4.88)

At the fixed points, the system is invariant under subsequent scale changes and
thus the correlation length does not change

g=¢=¢. (4.89)

Let us now take a closer look at the Hamiltonian flow near the fixed points.
We introduce a reduced Hamiltonian which we write in the general form

H=[ ¢ (4.90)

and investigate the flow in thearameter spacepanned by the generalized fields
ii, conjugate to the operatgrwhich contains product of operators (like spins).
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e Example: In the case of thel = 2 Ising model on a square lattice, the
components ob> include the terms linear is (the conjugate filed i),
quadratic inS (coming from interactions with NN, NNN neighbours), four-
spin terms, etc. The corresponding conjugate fields are the magnetik field
and the coupling constants, L, etc. In the beginning, many components
of ji are zero, but under successive transformations, more and more complex
interactions emerge and an increasing number of componefitsefomes

£ 0.

Under successive RG transformations, the Hamiltonian evolves and the system
moves through the parameter space:

g =Ri (4.91)
until it reaches a fixed point when:
i == (4.92)

Every particular type of criticality corresponds to a particular fixed point and de-
viations from the critical point are related to deviations from the corresponding
fixed point. To get insight into the critical properties we must investigate the flow
in the Hamiltonian space in thacinity of the fixed points.

Near a fixed point we linearize the operafor We write

g = [ +0f
i o= i+ o (4.93)

where the small deviations froft are related by

—/ —% aR — —>% —k -
A=R)+ 5= Oa=i + L) (4.94)
i |
it = L(7")0. (4.95)

The linear matrix( is evaluated at the fixed point and is thus a constant. The
eigenvalues\; and the eigenvectors of L,

L7 = N, (4.96)

determine the critical properties of the Hamiltonian.
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The eigenvalues; are functions ob. Two successive transformations with
scale changé make a total scale chan@é, they are thus equivalent to a single
transformation with the scale chantfe

Ai(b)Ai(b) = /\i(bQ) (4.97)
and the eigenvalues must be of the form

Ai(b) = b7 (4.98)

x; are the critical exponents and, as we shall see, they are closely related to the

usual critical exponents, 3, ---. So, if we know);, we can obtain the critical
exponents:; from

. In )\z

= . 4.99
Inbd ( )

Z;

e Example 1:For thed = 1 Ising model,u; = = andu, = y. After lineariza-
tion of the recursion relations (4.73)around the fixed point'at (0, 1) we
get:

dx' = 4oz oy = 20y. (4.100)

Hence, L is diagonal in this representation. The eigenvalues and corre-

sponding eigenvectors are:

)\1:4 Vlz((1)>

Ay =2 by = (?) | (4.101)

It follows that the two critical exponents are both positive:

x] =2 xg = 1. (4.102)

e Example 2:For thed = 2 Ising model,;; = K andu, = L, and after
linearization EqQs. (4.82) become

SK' = AK*§K + 0L
SL = 2K*5K. (4.103)
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For the non-trivial fixed point atK*, L*) = (3, ), the RG transformation
matrix is:

L

_|4K 5’2‘4/3 L (4.104)

~|2K* 2/3 0
The eigenvalues of are:

2410 2-10
= -

A1 3

~ —0.387  (4.105)

~ 172, )\2

and the eigenvectors:

| (1 + \/E/2> <2.58>

rVy X ~

1 1

b (1 - {1_0/2) ~ (_01'58) (4.106)
(Question: what does negative mean physically, how does the system
behave under successive RG transformationsi# negative?) The corre-
sponding critical exponents are:

In[(2 + v/10)/3
T =2 nl( —{In2 )/3] ~ 1.57
— |<2I V210)/3| ~ —2.74, (4.107)
n

one is positive and the other one is negative.

Flow in the parameter space. We first express i near the fixed point gi* in
terms of the eigenvectors of L. In case of thel = 1 Ising model this means that

d0x' = \ox = 4oz
0y = \dy = 20y. (4.108)

In general we writé)/i as:
Of =Y hiv. (4.109)
The coefficients:; are thelinear scaling fields They are the components of the

generalized field in the coordinate system of the eigenvectors. Under a renormal-
ization

S = Lo =" hiLi, = haits, (4.110)
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where); = b¥i. On the other hand:

s =S Wi, (4.111)

7

therefore
b = b"h; (b>1). (4.112)

It follows that the flow of the Hamiltonian in the parameter space close to the fixed
point depends crucially on the exponemis For positiver; (\; > 1), the scaling

filed h; increases under repeated RG transformations and drives the system away
from the fixed point. In this casé, is arelevant scaling field If the exponent

x; IS negative, the corresponding scaling fielddecreases under subsequent RG
transformations, thus driving the system towards the fixed point. Such fields are
calledirrelevant scaling fields

Thus the stability of the fixed point and the topology of the flow lines around
it depend on the number of relevant and irrelevant scaling fields associated with
it. To illustrate this, Fig. 4.18 shows the the trajectories in the parameter space
with two irrelevant and one relevant scaling field.

In general, any system which has initially the component of the relevant field
different from zero, will after repeated RG transformations eventually be driven
away from the fixed point (dotted lines in Fig. 4.18). Physically this corresponds
to the system moving away from criticality.

The points in which the relevant field vanishes, define dhical surface
All the points on the critical surface flomto the fixed point. The points on the
critical surface represent systems with an infinite correlation length. Under RG
transformations, the systems stays on the critical surfacenfains infinite), but
it moves towards the fixed point.

e Example:Thed = 1Ising model ha%, = x andh, = y. For the non-trivial
fixed point atz* = 0 andy* = 1 the critical exponents are = 2 > 0 and
rs = 1 > 0, that means that both, temperature and the external magnetic
field, are relevant.

In the case of thel = 2 Ising model on the square lattice; > 0 and

x9 < 0, as we have seen. It has one relevant scaling figlggnd one irrel-
evant field (). The relevant scaling field is related to reduced temperature
whereas the irrelevant field is relateditpthe coupling with NNN. Notice
that here we considered the Ising model without external field. If the field
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Critical
surface

Figure 4.18: A fixed point with one relevant,() and two irrelevant/, andh;)
scaling fields. All the points on the two-dimensional critical surface flow to the
fixed point (solid trajectories). The points slightly above (or below) the critical
surface first flow towards the fixed point but eventually they are driven away from
it as the relevant scaling field increases (dotted trajectories).
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Figure 4.19: Topology of the RG flow near fixed points with: (a) two relevant
fields, (b) two irrelevant fields, and (c) one relevant and one irrelevant field.

Is included, then we have two relevant scaling fields and one irrelevant (the
magnetic field is always relevant).

Figure 4.19 shows possible scenarios in the case of two scaling fields. Ferro-
magnets have two relevant fields, external field and temperature (or NN exchange
interaction) and the fixed point is of the type shown in Fig. 4.19 (a).

Universality. The critical behaviour is completely determined by the behaviour
of the system close to the fixed point, where the transformation matrix can be
linearized. The transformation matrix depends on the values of the scaling fields
at the critical point and not on the initial values of the irrelevant scaling fields.
Thus,all systems which flow close to the fixed point, independent of where in the
parameter space they start, will exhibit the same critical exponents determined by
the eigenvalues of the linear transformation matrix at that fixed pdine critical
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exponents are universal and do not depend on the initial point in the parameter
space (like the coupling strength).

Critical exponent v. To illustrate how the critical exponentis obtained from

x;, let us consider ferromagnetic systems. We know that there the critical point is
specified byH andT'. These are the relevant fields for magnetic systems. There-
fore we identifyh; by the reduced temperaturk, = ¢ andh, by the reduced
magnetic fieldh, = h. Under RG transformatiorsandt scale as

§

¢ =2

The two equations tell us thgt:¢ is constant, it is invariant under RG transfor-
mations. Therefore

¢ = b (4.113)

E(t) ot/ (4.114)

Since, by definition of/, £ < ¢, we get

yo L (4.115)

The last equation can be obtained also in a different way. Unless the system is
initially at the critical point, the correlation length will decrease under successive
block-spin RG transformations. The system will eventually reach a point where
the correlation length’ will become equal to the size of the renormalized unit cell,

so that the nearest-neighbour spins become uncorrelated. This point corresponds
to a certain temperaturg which cannot depend on the initial temperature. Sup-
pose, the system is initially at the temperatyrand arrives at, after n iterations.

Then,

to = bt and g=1=¢/"=£=0" (4.116)
From these equations we get Eqg. 4.115 again.
e We return again to thé = 2 Ising model. Above, we considered the model
ath = 0. Thus, the exponent, corresponds to the relevant exponent=
1.57 from Eq. (4.107) and therefore = 1/x; = 0.64. This is better than
the mean-field value of /2, but still far from the exact value = 1. The

discrepancy has its origin in the approximations we have made to obtain the
RG recursion relations.
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Other critical exponents. The original and renormalized Hamiltoniaksand
‘H' correspond to positions in the parameter spacendi’. We apply relation
(4.86) to thesingular partof the reduced free energy per spin:

gS(ﬁ/) = bdQS(ﬁ)' (4.117)

Near a fixed poinfi and/i’ can be expressed in terms of the scaling fiégldand
Rk, which are related by (4.112). Hence eq. (4.117) becomes:

gs(h1, ho,...) = b g (b hy, b™2hs, ...), (4.118)

whereg, is a homogeneous function gf This is thescaling formof the singular
part of the free energy. This equation holds for arbitfabgcause we can repeat
transformations many times. In faétcan be any real number 1! Again we
identify h, = t, ho, = h and assume that other scaling fields are irrelevant. Then,
ed. (4.118) becomes

gs(t,h) = b~ (b"'t, b™2h). (4.119)
Now, to come to the specific-heat critical exponentve remind that
029, Cw
h=0

Differentiating Eq. (4.119) twice with respect to temperature and putting the scal-
ing field » equal to zero gives:

dr
- = b7d+2m1 T
dt g

where we have used = b™'¢. Initially, ¢ is small wherea$ > 1 so that the
productb™ ¢ increases with each iteration. We repeat the iterations until

gu(t,h =0) o< b%g,.(7,0) (4.121)

bt = 1. (4.122)

In this way, the arguments @f . and therefore also the functign, are constant,
all the temperature dependence of the specific heat is in the prefaétdr::

gu(t,h = 0) o [t|@=22)/®1g, (£1,0) (4.123)
and
d
a=2— —. (4.124)
T
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Similarly we find

ﬁ _ d— i)
I
2ZL‘2 —d
’y =
x1
P — (4.125)
d—[L’g

We have expressed five critical exponents in terms of two independent expo-
nentsz; andz,. That means that there must be relations between the exponents
a---v. One can easily verify the scaling laws:

a+28+v=2
y=p60-1)
2 —a=dv. (4.126)

4.4 Momentum-Space Renormalization
Group

RG methods in momentum space are much more powerful and more widely used
than their counterparts in real space. The problem is only that they are much
more complicated than the above real-space prototype examples. We shall define
the RG transformation for the Landau model, that means that we shall now use
continuous instead of discrete spin variables. The main reason igliitagte
spins become essentially continuous after (block-spin) transformations

We start with the free energy of the form:

H(h,m(r) = [ d'7 Bg|Vm(r)\2—m(r)h

+§rm2(r) + um®(r) (4.127)
This is also called the Landau-Ginzburg-Wilson (LGW) Hamiltonian. The main
procedure of all the RG transformations is "coarse graining”(i.e., transformation
to larger unit cells) followed by rescaling (to make the system look like the original
one). In real-space RG this was made either by introducing block spins or by
decimation. Now we shall make coarse grainingniomentum spacelnstead
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of expandingthe size of the unit cell in real space, we shditink the size of

the Brillouin zone in the momentum space. In the following the method of the
momentum-space renormalization group will be demonstrated on the Gaussian
model.

4.4.1 The Gaussian Model

The Hamiltonian of the Gaussian model in the momentum space is:

M= 3 (r+0d)mla)? — hm(0). (4.128)
lgl<A

We assume a homogeneous magnetic field and we are only interested in the stabil-
ity of the m = 0 solution ¢ > 0), therefore we take = 0; this will simplify the
summation oveg). A is the cutoff momentum (Brillouin zone boundary). Taking
u = 0 means that the modes with different momenta become uncoupled.

The corresponding partition function is equal to the functional integral over al
functionsm(r). In momentum space, the functional integral becomes:

K/Dm@)—»f[/mdm@) (4.129)
lgl<A "
and the partition function:
Y(t h) — H /OO dm(q> e_% Z\q|<A(T+9q2)‘m(f1)|2—hm(0)_ (4130)
lgl<A*°

The RG transformation consists of "integrating out” the wavevectors that are
outside the sphere of the radiigb and then rescaling. One RG cycle consists of
three steps:

1. Integration. After "integrating out” the momenta within a thin shell be-
tween the radii\ /b andA, the partition function (which should not change)
becomes:

y=¢ [ / dm(q) e, (4.131)

lal<A/b

where the first termgxp(£2), is a function ofA, b, and coupling constants. It
comes from the integration over momenta in the shell betwe@randA.
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The second term is the partition function of the states with momenta
A/b. Notice that this separation into two contributions was only possible
because we set= 0, the partition function is then a product of independent
Gaussian integrals. The new Hamiltonian,

y 1
H(m(@) = > 50 +9a°)m(q)” = hm(0), (4.132)
lal<A/b
depends only om(q) with |¢| < A/b and has the same structure as the

original one.

2. Rescaling.The second step restores the old cutoff by blowing up the radius
of integration to the original valud in such a way that we change the
variable of integration to

—

¢ = bq. (4.133)

In this way the cutoff momentum is restored backAto This step corre-
sponds to putting’ = ba in real-space RG. The Hamiltonian now reads:

12 /

H(m)=b""Y" ;(T + g%)|m(%)|2 — hm(0). (4.134)
lg'|<A

3. Normalization. The step 3 restores the standard normalization of the order
parameter. This step corresponds to putting the new spin equahfter
block-spin or decimation in real-space RG. Renormalization is restored with

g = g ifwe set:
/( /> = 142 ( / ( )
m(q b m b). 4,135

The transformed Hamiltonian and the partition function (which must not
change) now look like

Him)= 3 S0 +ad)m' (@)~ Wnl(0).  (4136)
lg’|<A
and
y=¢ [] / dm(q) e ™. (4.137)
la'|<A
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In this way we integrated out large momenta and transforiied its orig-
inal form. The recursion relations are:

o= br
o= D2y, (4.138)

Sinceb ~ 1 we can writeb = 1 + dr, thus,
b"~1+nlnb=1+ ndr. (4.139)

We can say that counts the number of RG cycles. Therandh obey the
following differential equations:

g:_ = 2r
3]; = d;r2h (4.140)
with the solution
r = ro€t’ Ty =2
h = hee™” xh:d;rz. (4.141)

Sinceq is continuous (for macroscopic systems), the RG transformations was
carried out in infinitesimal step$ & 1) and the problem was reduced to solving
a set of differential equations.

The Gaussian model has two trivial fixed pointshat= 0, one atr* = oo
(very highT', m = 0) and one at* = —oco (very low 7', wherem — oo because
we setu = 0!), and one nontrivial fixed point (the critical point) &t = »* = 0.

At the nontrivial fixed point the critical exponents are both positiveraaddh are
both relevant scaling fields. From, we shall calculate other critical exponents
in the Section 4.4.3.

As we shall see in the next Section, tor< 4 the Gaussian model is unsta-
ble with respect to the parametercoming from the four-spin interaction in the
Hamiltonian.
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4.4.2 The Landau-Wilson Model

In the Gaussian model, we have neglected the fourth and higher-order terms in the
Landau Hamiltonian. The next step is to include alsortiteerm. This will lead

to non-MFA exponents, as we shall see. Here we shall bring only an outline of
the RG procedure and discuss the results. We start with the LGW Hamiltonian in
real space,

Hm) = [ o7 [So0m(R)P + 5rm(7) + um(7) (4.142)

whereu > 0. We first integrate out an infinitesimally thin shell of the thickness
dq in momentum space by takirdg~ 1. Then,

d0q/A=0A/A=6lInA=b—1=~1nbd (4.143)
and we write
m(7) = m(7) + om(r) (4.144)

wheredm () contains the Fourier components to be integrated outratite rest.
After some approximations we get the following renormalization-group (differen-
tial) equations for- andu [Huang, 1987]:

dr(7) B d2 r
d?” = (4—d)u— 36A42, (4.145)
-

To analyse these equations, it is convenient to introduce the dimensionless
coupling constants:

T u

p? y = A4_d

(4.146)

Tr =

then, the RG equations become:

dﬁ
dr

d
ey — 36y? (4.147)
dr

= 2z+12y(1 —x)
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where
e=4—d (4.148)

We shall assume thatis small. The system has two fixed points at finitandy,
fixed bydz/dr = dy/dr = 0:

x* =0 } Gaussian fixed point

y =0
v =—¢/6 “Nontrivial” fixed point (4.149)
y* = ¢/36 ’ '

The Gaussian fixed point is at= y = 0 whereas the “nontrivial” (also called
the “Wilson—Fisher”) fixed point lies in the uppé&y > 0) half of the(z, y) plane
only if e > 0, d < 4. In the lower half of thez, y) plane,u is negative and the
system is unstable. The nontrivial fixed point approaches the Gaussian fixed point
ase — 0.

In the neighbourhood of the fixed points we linearize the RG equations

r=x"+ox, y=1y"+dy (4.150)
and get the following linearized recursion relations:

d

d—éz = (2—12y")0z + 12(1 — z*)dy

.

d )

Edy = (e—T2y")oy (4.151)

which are written in the general form as:

d [z ox
o (5y> _r <5y> (4.152)

At the Gaussian fixed point the linear mattixs:

12
€

L= ’ g (4.153)

The matrix£ has the following eigenvalues and eigenvectors:

vz a=())
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N o= e ﬁgoc(_(Q_le)/12> (4.154)

The corresponding scaling fields alie and h,. Under the (infinitesimal) RG
transformations the scaling fields changelas/ dr = \;h;,

hi(T) = hig€MT = hyob™ (4.155)
Thus, the critical exponents are equal to the eigenvalges; = \; = 2 and
To = )\2 = €
In the neighbourhood of the nontrivial fixed point the linear transformation
matrix £ is:

C2(1 —6y*) 12(1—a%)| ’2(1 —¢/6) 12(1 +¢/6) ’
L= 0 e T | = 0 B (4.156)
It has the following eigenvalues and eigenvectors:
1
)\1 = 2- 6/3 V= <0)
_ _6+e
Ay = —¢ Vo = ( 1'{6/3 ) (4157)

Now we have the following picture. Faf < 4 (¢ > 0) the nontrivial fixed
point lies in the upper half of thér, y) plane whereas the Gaussian fixed point
is (as before) at = y = 0, see Fig. 4.20. For the nontrivial fixed point; is
irrelevant (it does not affect the critical exponents) and= r o t the relevant
scaling field whereas for the Gaussian fixed point, both fields are relevant. Thus,
the linew;, is the critical line. Fokl > 4 (e < 0)the nontrivial fixed point lies in the
lower half of the(z, y) plane, i.e., in the unphysical region & 0), see Fig. 4.21,
and the critical behaviour is governed by the Gaussian fixed padigt. 4 is the
special case when both fixed points coincide. The linearized recursion relations
give x5 = 0, ho is marginal, andr, cannot tell us the direction of RG flow. In
this case we must include higher—order terms which were neglected when we
linearized the transformation matrix. These terms tell us that the scalinghfield
is irrelevant foru > 0 atd = 4.

4.4.3 Critical Exponents
We have seen that the critical exponents of the nontrivial fixed point are
Ty — 2 — 6/3
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Nontrivial
Pronounced fixed point
broken symmetry &l:mueratme
| ——
Gaussia
/ fixed point
xtr
Unphysical region

Figure 4.20: Fixed points and flow diagram of the Landau-Ginzburg-Wilson
model ford < 4. The Gaussian fixed point at*,y*) = (0,0) has the mean-
field exponents. The non-trivial fixed point@at*, y*) = (—¢/6, ¢/36) is unstable
against the relevant perturbatién ~ ¢ and stable against the irrelevant perturba-
tion 6y. The system atl hast < 0 and it flows towards the low-temperature fixed
point, » becomes increasingly negative. At the paihthe system has > 0 and

it flows to the high-temperature fixed poimtbecomes increasingly positive. The
point B is on the critical line and the system flows towards the non-trivial fixed
point. (After K. Huang, Statistical Mechanics)
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yOu

\) Gaussian fixed point

——

xar
Unphysical region

Nontrivial
fixed point

Figure 4.21: Fixed points and flow diagram of the Landau-Ginzburg-Wilson
model ford > 4. The nontrivial fixed point is in the unphysical region. To
stabilize the system in the lower half of tle y) plane, one needs an® term.
(After K. Huang, Statistical Mechanics)

T, = —¢€

zn = 1+d)2. (4.158)

In fact, we calculated:; only for the Gaussian fixed point in the Eq. (4.138).
However, the term withn* does not affect the value af, so thatz;, of the non-
trivial fixed point is the same. With these valuesipiwe get from Eqgs. (4.115,
4.124, 4.125) to the first order #for d < 4:

€
a = -
6
1 €
=976
€
- 14—
0 = 3+e€
_1+€
R
n = 0. (4.159)
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Ford > 4 (e < 0) we only have the Gaussian fixed point in the physical region
(u > 0) with the exponents

Ty — 2
Ty = €
v = 1+d/2. (4.160)

With Eqgs. (4.115, 4.124, 4.125) we find:

d
— 2=
“ 2
1 €
B = 3-9
v =1
(0 = 3+¢)
1
v o= —
2
n = 0. (4.161)

The above expressions f@randd are wrong, because we have neglected the
m* term in considering the Gaussian fixed point. Belfw r is negative and for
m to be finite, the termum* with v > 0 must be included in the Hamiltonian.
Althoughw is an irrelevant field, it helps to stabilize at a finite value and in this
way influences the critical behaviour. By treating the* term in the Gaussian
approximation (independent modes) we get the usual mean-field values for the
exponents? andn:

B =

W N

b = (4.162)
for all d > 4. These results are correct and also agree with the results of the
Landau (MFA) model in Sec. 4.1.4.

The Gaussian model gives the same critical exponents as the mean-field theory
except for the specific-heat exponent Therefore the Gaussian fixed point is
identified as the mean-field fixed point. In the Gaussian model the specific heat
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diverges & > 0) for d < 4. This divergence is caused by the long-wavelength
fluctuations which were neglected in the calculation of the free energy in the MF
approximation.

Ind =3 (e =1)wefinda ~ 0.17 andr ~ 0.58. The results of this paragraph
are based on an expansiondoroundd = 4 and are valid for smaHl > 0 or for
d > 4. Nevertheless, we pdt= 1 whend = 3. That means thatis not small and
higher-order terms im must be included. This is then tlae-expansion, which
gives good values for the critical exponents.
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Appendix A

Distribution Functions

We have to distinguish three kinds of systems:
(a) identical but distinguishable particles ("classical particles”)
(b) identical indistinguishable particles with half-integer spin (Fermi-ons)
(c) identical indistinguishable particles with integer spins (Bosons)
The occupation probability of a statevith energyF; is:

(a-Maxwell-Boltzmann):
1

Maxwell Boltzmann distrubution
g 2 -tk
(b-Fermi-Dirac):
1
(c-Bose-Einstein):
1
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2
‘ Fermi Dirac‘di strubution ‘
Er=lev
1:T=0K
2:T=1000K
g 2:T=5000K
3: T=10000K
1
Energy (eV)
5 T T T
Bose Einstein distrubution
4+ 1
g 3 1
=4

1
Energy (eV)
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Appendix B

Maxwell Relations

Let df be a total differential of the functiofi(x, ). Then,

df = u(z,y)dzr + v(z,y)dy (B.1)

u(z,y) = @D ;ov(r,y) = (g‘;;) (B.2)
ou\ [ Pf\ _ (Of\ [0v
352, e

This is a very useful relation that - when applied to thermodynamic functions -
gives theMaxwell relations

with

R
).-(5),
B, e
(59,2,
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Appendix C

Basic Thermodynamic Relations of
Magnetic Systems Revisited

Theinternal energyis:

(i)

whereS is the entropyM is the total magnetic moment (in dimensionless units),
M = Nm, m is the magnetic moment per lattice site, = (S;). J;; is the
exchange interaction between the spiasidj. The (magneticgnthalpyis (here
we will use E for the enthalpy, to avoid confusion with the fielf):

E(S,H)=U—HM = (H) (C.2)
whereH is the magnetic field in units of energy. Thielmholtzfree energy is:
F(T,M)=—kgTWZ(T,M,N)=U — TS (C.3)
and its total differential is
dF = —SdI'+ HdM (C.4)

(see Table Il of Part I; the number of spinsis constant): Th&ibbsfree energy
IS

G(T,H) = —kgThY(T,H)=E—-TS
= F—-HM=U-TS—-HM (C.5)
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and its differential is
dG = —-SdT' — M dH (C.6)

Here, we introduced also the corresponding partition functioredY. From
Eqg. (C.4) we get immediately thequation of state

oF

From Eqg. (C.6) we also get an equation of state:

0G oF
M=- (aﬂ) = (em) €8

Of course, the equations (C.7) and (C.8) must lead to the same equation, they are
just two ways of writing the equation of state. When we want to study systems at
constantd (and not at constarit/), the more convenient thermodynamic potential
is theGibbs free energy= (T, H, N) instead of the Helmholtz free energy.

Other useful thermodynamic relations are:

vt (1) % (26 co
cu-r(2) —or(25) 10
o), e
Xs = (gg)s = — <gj{E2>s (C.12)
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