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Statistical physics usually deals with the dynamics of large systems. The interplay of the simple Newton equation
for three particles may already produce a very complex motion. Thus one expects no hope to recover any regularity
in studying large systems. But what helps is that a negative power of the number of degrees of freedom, N, e = N=¢
where « is a fixed positive number plays the role of small parameter in an expansion scheme where the dynamics,
obtained in the leading order is remarkably simple. The radius of convergence is rather small for isolated systems and
N should be very large to have clean and precise predictions. But open systems may follow simple dynamics even for
N =1 because it is the number of degrees of freedom of their environment which enters in simplifying their dynamics.

The simplification mentioned above, universality, holds for certain observables only. To see this point clearer we
should distinguish four time scales. Tyic; and 7 denote the microscopic and the relaxation time scales, respectively,
characterizing our system. The measurement introduces two other time scales. tyait stands for the waiting time
between the preparation of the system and the start of the observation which lasts time t,,s. We see universal
equilibrium phenomena for Tmicr € Trel K twait, tobs- Lhese are formally described by the ensembles of equilibrium
statistical physics, imaginary closed systems with given probability distribution. The other extremity, tyait, tobs <K
Tmicr, 1S not at all universal and difficult to address. The compromise, Tiicr K tobs K Trel K twait 1S called non-
equilibrium physics and presents a treatable problem as long as the system we follow within its relaxation time is not
too large.

We start our discussion with simpler equilibrium processes and the more involved case of non-equilibrium will be
treated later.

I. EQUILIBRIUM ENSEMBLES

The ensemble method to reproduce the observable, average quantities of large systems consists of the construction
of formal closed systems obeying certain probability distribution. We shall have a closer look at the origin of the
inherent randomness and universal features of the ensembles.

A. Closed systems

Let us consider a system of N classical particles in complete isolation. We further assume that the only conserved
quantity is the energy, H(p1,...,PnN,q1,-..,qgn) whose energy is know to us. In lacking of any other information we
postulate that the micro states of our system, the points (p1,...,Pn,q1,.-.,q) in the phase space are distributed in
a uniform manner within a given energy shell,

PE(plv"'vavqla"'aq):5(E7H(p17"'apNaqlv"'vq)))' (1)

This assumption is not as harmless as it seems at the first sight. The point is that nonlinear coordinate trans-
formations map uniform distribution into nonuniform one. Why do we privilege the Cartesian coordinate system
when the basic laws of classical mechanics remain the same in curvilinear coordinates? A possible answer relies on
Liouiville theorem, stating that the density of states of closed systems is preserved in the phase space during their
time evolution. If we impose stationarity on the unknown probability distribution then the form (1) is unique.

The experimental results correspond the average of some observable A over a time span Tops < Tinicr, Trels

1 Twait+Tobs
(Ay = lim / dt' A(t). (2)
Tobs 700 Tobs J 1 ais

The ergodic hypothesis states that such a time average agrees with the ensemble average. This assumption allows us

to reproduce the observations by ensemble averages.
One furthermore introduces the dimensionless Boltzmann entropy by the definition

Sp(E) =1n %?, (3)
where
N
QE) = H/dspjd?’qﬁ(E —H(p1,...,PN.q1,- -, qN)) (4)

denotes the distribution of the phase space volume as the function of the energy E. The dimension of the argument of
the logarithm function is removed by a reference volume €y in the phase space which is usually chosen to be (27h)".



As a result, the entropy is well defined up to a constant only. In most of the textbooks one finds the dimensional
entropy kp In 2 but the expressions are simpler when dimensionless entropy is used with temperature

kT = % (5)

counted in energy dimension.

We follow the dynamics of few well chosen degrees of freedom in statistical physics and ignore the rest of the system.
The probabilistic nature of the resulting laws is the result partially from loosing information. But there is something
more than lost information as soon as our phenomena depends on quantum scales. Because Quantum Mechanics
comes with internal uncertainties and the corresponding probabilistic features are not related to loss of information.
We simply can not possess all information about a quantum system.

Statistical Physics is based on the following postulates:

1. All state accessible by the dynamics and consistent with the known macroscopic averages, of an isolated system
in equilibrium is equiprobable. The statistical average over this microcanonical ensemble of uniformly dis-
tributed states is supposed to reproduce the averages over the large number of interactions with the ever present
environment. The system-environment coupling is supposed to be realized by sufficiently small energy exchanges
in order to keep the energy of the system conserved as far as macroscopic resolution is concerned. Notice the
nontrivial role the interaction plays: the elements of the ensembles are closed, isolated copies of our system but
their uniform distribution is the result of the weak interaction between our system and the environment.

2. The time averages are equivalent with the ensemble averages. This ergodic hypothesis not only opens the way
of calculating the measured bulk quantities related to fast, microscopic processes but lends physical, testable
importance to the averages and fluctuations of the formal elements in an ensemble.

3. The thermodynamical entropy of an isolated system of energy E is given by Eq. (3). Boltzmann’s hypothesis
represents a bridge between the microscopic foundation and the phenomenology accumulated in thermodynam-
ics.

The validity of these postulates comes from the success of their application to experimental data.
Example: As a simple example let us consider a system of N independent particles moving in a harmonic potential,
given by the Hamiltonian

2 2
_ b;j mw 2

when the phase space volume available at the energy FE is

- 3 13 - P mw’ =,
Q(E)jl:[l/dpjdqj5 Efj;%f 5 j;mj . (7)
We can use 3N dimensional momentum and coordinate variables p and q to write
p> mw?
QFE) = / 3N pd®N ¢6 (E 5 m2) (8)

which gives after the change of integral variable |p| - K = %, lz|] = U = ’"Tw2:1182

QE) = c/ dKdU K3N/2=1gsN2=15(B — K — U) (9)
0

where C' = S2,(4/w?)3N/2/4, S, being the solid angle in dimension d. The integration over U can be carried out
yielding

QE) = C/EdK[K(E—K)]3N/21

E P
= C’/O dKe(3 — 1) WK (B=K)] (10)



The integrand is proportional to the probability distribution p(K) of the kinetic energy. The down-turned parabola
K(E — K) in the logarithm function has a maximum at K., = F/2 and the large, O (V) coefficient of the logarithm
function makes a sharp peak in p(K) at K,... Therefore, it is good approximation for large N to approximate
the logarithmic function in the exponent by its leading order expansion around its maximum and choosing more
convenient lower integration limit,

E/2 (3N —1)[in £2 41n(1—4:2)) Y onymEd [T (aEopya?
QE) = C dke(™ L 27 o G DI dke” "= V%2 (11)
—E/2 —00

where k = K — F/2. Straightforward Gaussian integral gives

3N
2 -1

E? T
QE)=C (T) E\len—1~ EOW) (12)

displaying the extensive nature of the entropy.
One can easily obtain the average value and the fluctuation of the kinetic energy,

3N 42
[dk(E+k)e 2 V% F
) = w2 oW
fdke 2 B2
3N 4k2
[ dkk2e” 5 D%y 10 _Exopu:  E?
<(K_ <K>)2> = fdk —(3N _q)4k2 - _6N748E72 hl/dk@ T -D%r = 712]\7—8 = O(N) (13)

e 2 E

showing that average fluctuation of the kinetic energy of a single particle is

W o (ﬁ) , (14)

the average can safely be replaced by the position of the maximum of the probability distribution in the thermo-
dynamical limit. This is the simplification which emerges in the limit N — oo and leads to simple, deterministic
equations for the peak of the probability distributions.

B. Randomness and macroscopic physics

The ergodic hypothesis suggests the presence of some fluctuations in the system, described by the ensembles. There
is no problem accepting these fluctuations in the case of an open system. But where do such fluctuations come from
in a closed system? We shall see that there are no macroscopic isolated systems, more precisely the impossibility of
isolation and macroscopic behavior are equivalent. This is the genuine quantum effect.

Let us consider 1g gas of hydrogen, pressed into V = lecm? and isolated in a box at temperature 7 = 100K. It
contains N =~ 6 - 10?3 atoms, each having approximately

3
K =ZkpTm 1514 10716100 ~ 10 erg (15)

kinetic energy. We use CGS units in this section. Thus the average velocity square is

o 3kpT _3-1.4-107'°.100
R T ST

~ 10'%cm?s 2 (16)

and the average velocity turns out to be v ~ 10°cms~!. The average separation between the atoms is

1/3
T = <%) ~ 10 %cm. (17)

Therefore, the microscopic time scale, separating two consecutive collision of an atom is

Taicr = U 10~ 13s. (18)
v



The number of interactions in a second with the environment, the container, is

I e
N, = ~ 10%. (19)

T micr 7’8

Let us assume that a very small fraction, say 10719, of these collisions are inelastic, this gives us 10'? energy changing
elementary interactions with the environment per second. Each of them involves approximately AK = kT =
10~ 4erg energy exchange.

Suppose that the gas is in a stationary state, one of the egienstates of its Hamiltonian which does not include the
interaction with the environment, the wall of the container. The importance of the interaction with the environemnt
which generates a non-trivial evolution for this state in time can be measured by the average time needed to reach
another stationary state of the gas. In fact, the stationary states are orthogonal and the interaction with the envi-
ronment is efficient if this time is short compared to the observational time. We shall estimate the inverse of this
time, the average energy levels traversed by the gas in one second. The gas changes its energy by approximately
AE = 10" AK and the density of the energy levels,

O(B) ~ %? (EEO)N (20)

a generalization of the behavior, found for noninteracting oscillators yields

B, ( EN\Y 2
Ny = Q(E)AE = 109AK =2 ( =) ~ 107107, (21)
Qo \ Eo

with ¢ =log E/Ey > 1 as the number of energy levels traversed in a second. Sucha double (streched) exponential is
an unusually large number and shows the paramount importantce of the interaction with the environment for such a
macroscopic amount of gas.

Such a large, double exponential number of collision renders isolation illusory in macroscopic physics. The environ-
ment can never be ignored, the apparent isolation of large system is due to the order of magnitude of the observed
quantities only. As soon as our observation starts to resolve quantum scales the environment becomes inseparable.
This mechanism, the decoherence, which is at the heart of the transition from quantum to classical physics is actu-
ally the driving force of the universal, statistical features of systems which are weakly coupled to their macroscopic
environment.

C. Heat exchange

The postulates, introduced so far for closed systems are not too realistic and we have to go beyond them and
to allow at least energy exchange. For this end we split our system into subsystems and study the effects of the
interactions among them. The average distance where the particles making up the system interact is crucial in our
simple considerations. The range of interaction should be neither too short nor too long.

e Particles should interact at long enough distances to assure relaxation which drive each subsystem towards its
local equilibrium.

e We would like to characterize the subsystem by their energies. These energies are useful only if they are
individually conserved. But interactions between the subsystems lead of the exchange of some energy. If this
interaction energy is negligible compared to the subsystem energy the latter is approximately conserved. This
is certainly the case if the range of the particle interaction is short enough.

A well known, realistic case where this latter condition is not met is gravitation interaction. Gravity is not screened
at long distances like the Coulomb interaction and may rule out thermal equilibrium.

Let us now split our system into two subsystems. Relying on the assumptions mentioned above we introduce the
Hamiltonians Hj, j = 1,2 of the two systems whose equilibrium before attaching them to each other can be described
by two microcanonical ensembles, characterized by the Boltzmann entropies S;(E, V) = InQ;(E)/Qy. When the two
systems are brought into contact then the total Hamiltonian is supposed to be H = H; + H», by ignoring the numerical
value of the interaction energy with respect to the individual energies. What is the probability distribution of the
system energies £; in the common equilibrium state? Let us calculate the probability distribution of the energy of



the total system. The joint system is closed and its equilibrium state can be described by a microcanonical ensemble
where the probability is proportional to the accessible phase space volume,

QUE) = Qe® = AEY 01 (nAE)Q(E — nAE) (22)

for sufficiently small AE. We assume that the subsystems are sufficiently large thus their individual phase space
distribution is strongly peaked. In this case a lower and an upper bound can easily be obtained for the sum of
nonnegative contributions. It must at least as large as the largest contribution at the peak and can not be bigger that
this contribution multiplied by the number of terms in the sum. Furthermore, it is better to work with the logarithm
of such a fast varying terms and we find

In[Q1 (Epaz) Q0 (E — Ena)] < S(E) < In % + In[Q1 (Emaz)Q2(E — Enaz)s (23)

for large enough systems where the term In AE/Qy can be neglected. Let us estimate the different terms in this
inequality. We have E = O (N) and InQ(E) = O (N) according to the estimate (20). Thus In E/AFE is negligible and
we have

S(E) = [S1(Emas) + S2(E — Enag)] (1 +0 (%)) (24)

and the uncertainty due to the choice of the width of the energy shell is negligible for macroscopic systems. Considering
the right hand side as the function of E,,,, we have

98, (E)  98,(E)

— 25
OF |E=BE, OF |E=E, (25)
at the maximum. The definition
1 0S(FE)
o S 2
T OF (26)

of the inverse temperature shows that the energies of the subsystems settle where the temperature of subsystems
agrees. Since the entropy is a monoton function of the temperature for macroscopic systems the temperature could
be used to control the energy. This is realized in such a manner that the reaching of the equilibrium of the energy
exchange between two systems is indicated by the agreement of their temperature.

Let us suppose that we are interested in the sub system 1 which is mauch smaller than the total system. Then
E, < Es, S < Sy and the dominance of the available phase space volume (22) by the maximal contribution

establishes the approximation
B’
1+0|( (=

The dependence of the available phase space on the energy of the observed system is interesting, yielding the non-
normalized probability distribution of the canonical ensemble,

Eq
T

QE) = Qe ~ Qe ~ Q(E)e” (27)

Eq

p(Er) =e T

in the thermodynamical limit of the full, isolated system since the available phase space is proportional to the

probability. One can construct similar argument for any interaction which can affect an additive quantity and

construct an intensive potential for each extensive thermodynamical variable which controls the equilibrium with
respect to the exchange of the extensive quantity.

This argument seems too general and raises the question of its limit of applicability. We decided to monitor
certain quantities, called thermodynamical variables and ignore the remaining degrees of freedom. Such a restricted
description allows us to control a small fraction of the possible interactions only in a deterministic manner. The
remaining interactions are responsible of the probabilistic nature of our description and the eventual irreversibility.
One can nicely separate these two channels of interactions by considering the thermodynamical variables as expectation
values of some random variables. The detailed, deterministic part of our description identifies the possible values,
the spectrum of the random variables and the probabilistic features yield the probability distribution. In fact, let us
consider the change of the energy

(28)

E=(H)=Y p.B, (29)



written as
AE = AW 4+ AQ, (30)
where

AW = " p,AE, = (AE) = A(E) (31)

is due to the shift of the energy levels, the part of the energy exchange which is used to change the deterministic,
controlled part of the system and will be called work performed by the system. The second term,

AQ =Y Ap,E, = AE — AW, (32)

the part of the energy received which is turned into the uncontrolled, "random” components of the system is called
heat. Note that Eq. (30) is actually the first law of thermodynamics. Our argument about the origin of temperature
as the control of thermal equilibrium is applicable to the heat exchange.

The approximate result (20) for the entropy allows us to establish a simple relation between the temperature and
the average energy of a degree of freedom. In fact, we have

S(E)=NWnE (33)

up to an energy independent constant which yields together with Eq. (26)
—=T. 34
N (34)

The equipartition theorem states that the kinetic energy of a degree of freedom of a harmonic system is

Eyn E T
N ~— 2N 2 (35)

D. Information

The postulates enumerated in Section I A are rather unusual. They might be rendered more plausible by introducing
the information content of a probability distribution. We start with the intuitive construction of the quantity of our
missing information, I[p] by considering a series of independent trials whose outcome j € [1,...,n] follows the
probability distribution p = (p1,...,pn). We shall use discrete random variables for the sake of simplicity. We need
probability when information is missing about a deterministic, classical system. In other words, the emergence of
probability indicates that we lack some informations. The quantity of the missing information, if well defined, can
depend only on the probability distribution. For instance, the probability distribution p; = d;1/n corresponds to a
deterministic situation and no information is missing. Any spreading of such a peaked distribution reflects the loss of
some informations.

To be more specific, let us consider the case of a ball which can be placed in one of n equivalent urns. Once the
ball is hidden in one of the urns, in each if them with the same probability p; = 1/n, our missing information, I,,,
can be obtained by requiring the following properties:

1. Iy, >1I, forn' >n
2.11,=0

3. Composition law: let us place in each of the n urns m smaller urns. Then we miss not only the information
concerning the large but the small urn, too,

The solution is clearly

I=nQ (37)



among the continuous functions where 2 = n denotes the number of accessible states. This solution is unique up
to a multiplicative constant which allows us to use choose the base of the logarithm function by convenience. The
similarity of Eqs. (3) and (37) suggests that the missing information can be identified with the entropy, at least in
the microcanonical ensemble. We shall argue below that this equivalence remnains valid inother ensembles, as well.

Let us now make one step further and consider the case of inhomogeneous probability distributions. First we
follow a heuristic argument generalizing point 3 above. Assume that a ball placed into one of N positions with equal
probability and we regroup the positions into ¢ groups each of them containing n; positions, j =1,...,¢, Zj nj = N.
The group j is chosen to place the ball with probability p; = n;/N. We now seek the missing information I[p] about
the positioning of the ball with respect to the groups. This information must be the function of the probability
distribution p; alone. The total information missing because the ball is placed at any position is I; = In N. To arrive
at I[p] we should take out from I; the information I, which is missing due to the different positioning within the
groups because we are interested in the group only. The average of the remaining missing information due to the
unknown location within the groups is

4
(Ig) = Z pjlnn; (38)

according to Eq. (37) and we find

L
1] = 1 = {1,) == Y "p; lnp. (39)

The argument which is closer to the spirit of statistical physics is based on counting the number of available states.
Consider a series of N exchangeable (order is irrelevant) numbers, j1,...,jn, jk € {1,...,n}, in such a manner that
P(ji = j) = p; and define the missing information, the information residing in this series as

I[p] = InQ[p), (40)

where the number of possible series which yield the same distribution is

Qlp) = ﬁ'p), (41)

We use Stirling’s formula, Inn! &~ nlnn — n, to write the

Ip]

NN -N-NY pmNp, + NS p;

J J

= =N pjlnp;. (42)

J

Note that the quantities as expectation values are well defined for numerical random variables only. But the
information should be possible define for non-numeric variable, eg. for the distribution of the eye or hair color of a
given set of people. The missing information per symbol,

St =" = 3 gy =~ (), (43)

is the expectation value of Inp up to a sign and is well defined for non-numeric random variables, too.

Is it possible to give a more definite, quantitative definition of the information I[p]? Let us suppose that we receive
a string of bits, each of them is 0 or 1. What is the minimal number of questions to pose in order to find out the
actual string? The answer naturally depends on what do we know already about the string. Let us consider now the
worst scenario, the absence of any knowledge. The optimal strategy of questions is obviously that one which splits
the possibilities into two equal parts, therefore we can reconstruct a binary series of length at most N = 2V by Ng
questions. In the language of statistical physics we have a microcanonical ensemble, Q = 2V@ and each string has the
same probability in lacking of other informations. How does this result change if we know the probability distribution
of 0 and 1 in the string? The number of strings, compatible with the known probability distribution is given by Eq.
(41). By asking Ng optimized questions we can identify the actual string in this reduced phase space, 2Ve = Q[p].
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We use now the freedom of choosing a multiplicative factor in Eq. (37) by using the logarithm function with base 2
and write

Qp] = 2P = 27N Xy piInzp; (44)

showing that we can recover the missing information by asking

missing information [ [p
= 1 45
character Z Pi 2P (45)

appropriate questions per bit (Shannon). This quantity can be identified by the information we gather by each optimal
question, the logarithm of the accessible volume per symbol.
Few important properties of the missing information are the following.

1. Lower bound: S[p] >0
2. Minimizing distribution: S[p| assumes its minimum, S[p] =0, at p; = d;x, k € {1,...,n} where S[p] = 0.
3. Maximizing distribution: Let us consider a generalization, based on a concave function F(x) = zf(z),
<Z wjxl> > Zj w; F(x;)
> Wy B Zj wy -
Then S[p] = >_; F'(p;) reaches its maximum at p; = 1/n. Proof: w; =1, z; = p;

p(1)s = (47)

n

(46)

and ). F(pj) < nkF(1/n). In particular, Inax[p| = Inn for f(z) = —Ina.

4. Additivity: Let P = (p1,...,pn) and @ = (q1,-..,¢m) two probability distributions for the independent
random variables A = {a1,...} and B = {by,...}. The missing information in these variables is

S(A® B) = —Zp b) In p(a)q(b)

—Zp b)(Inp(a) + ng(b))
—Zp( Inp(a) = > q(b)Ing(b

— S(A)+S(B). (48)

The property number 3 is valid for any concave function 2 f(x). The specialty of the choice f(z) = —Inz is the
additivity for factorisable distributions.

5. Unicity: The function S[p| = S(p1,...,pn) is necessarily given by Eq. (42) up to a multiplicative constant if it
(a) is continuous for p; >0, >, p; = 1,
(b) assumes its maximum at p; = 1/n,
(c) satisfies the following composition law: Let us consider the set of n symbol {si,...,s,}, each of them

realized with probability P(s = s;) = p;, regrouped in ¢ subsets,

{Sla-'-vsn} = {(Shv'-'7Sj1)7(5i27'-'75j2)7"'7(Silv'-'7sjl)}7 (49)

with 4; = 1 and jo = n. The conditional probability for s; within the subset k is p;, = pi/wy, with
w =Y. i D> where the summation is over the elements of the subset. The information represented by a
symbol can be obtained as the sum of information corresponding to its subset and the expectation value
of the information composed by the conditional probability,

4

S(p1y--ypn) = S(wy, ..., we) +Zwk5(pik‘k,...,pjk|k). (50)
k=1
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E. Correlations and informations

The relation between two numerical random variable is expressed in terms of correlations. In case of non-numerical
variables we need another way of handling correlations. Information proves to be useful in this problem, as well.
Let us now return to the the variables A = {aq,...} and B = {by,...}, introduced above except that they are not
independent, their joint probability distribution being p(a N b). This probability distribution gives rise the missing
informations

S(A® B) ==Y planb)lnp(anb) (51)
a,b

and the marginal distributions p(a) = >, p(a Nb), p(b) = >, p(aNb) yield
Zp )Inp(a Zp ) Inp(b) (52)
The mutual information S(A : B) is defined by the equation

S(A® B) = S(A) + S(B) — S(A : B) (53)

which gives

S(A:B) = > planb)np(and) —Inp(a) — Inp(b)]

a,b
p(anb)
= plaNb)In ————=. 54
2 r(a Nt ) oy
It satisfies the inequality
S(A:B)>0 (55)

where the equation holds only if A and B are independent. To prove this it is advantageous to introduce the notation
q(anb) =pland)/p(a)p(b) which allows us to write

Zp Jg(anbd)Ing(anbd). (56)

In the next step we need the inequality ¢Ing > g — 1 where the equality is observed for ¢ = 1 only. It can be verified
by observing that g(Ing — 1) + 1 assumes its minimum at ¢ = 1. This inequality assures

gland)lng(and) >qland) —1 (57)

which in turn gives

S(A: B) ZZ [g(anb) — ]:Z[p(aﬂb)—p(a)p(b)]zl—lzo (58)

a,b

with equality for p(a Nb) = p(a)p(b).
The missing information when the variable b is known,

=~ _p(alb) Inp(alb) (59)
gives on the average the conditional information

S(A|B) = Zp )Sp(A Zp(aﬂb)lnp(;(r;)b). (60)
a,b
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S(A) S(B)

FIG. 1: Wenn diagram for two random variables.

The conditional information, S(A|B) represents the information in S(A N B) beyond P(B) since
S(A®B) = —> p(alb)p(b) In p(alb)p(b)
a,b

= —>_p(alb)p(b) np(alb) = > > p(alb) p(b) np(b)
a,b b a ’

= S(A|B) + S(B). (61)

The situation is nicely summarized by the Wenn diagram of Fig. 1.
It is sometime useful to introduce the relative information of two probability distributions corresponding to the
same random variable. Let us consider the probabilities P = {p(a)} and P’ = {p’(a)}, their relative information is

N p(A)
S(P/P') = — 2,4: p(A)In DAY (62)

It is easy to see that S(P/P’) < 0 and the equation holds for p’(a) = p(a) only. To see this we write the relative
information as

Swid) =~ ;’((‘j)) o 24 (63)

and use the inequality (46) for the concave function —z In z,

Sar(d) < - (Zpu) ;’%2) In (Zpu) ;’2‘2) ~o. (64)

A

F. Maximal entropy principle

It is useful to introduce the subjective information, a probability variable represents for us, defined by I[p] = —I[p].
This definition makes the total information in the subject-object system I; + I = 0 conserved. We can now address
the problem of statistical inference, the extraction of an optimal probability distribution from the knowledge of some
of its expectation values. Suppose that a random event occurs N-times, (z(t1),...,z(tn)), z(t;) € {z1,...,2,} and
we measure the average of some functions f(z), k = 1,...,m. What is the best guess for the distribution of the
events assuming the knowledge of the averages

3 fal) = F (65)

of our observed quantities? The principle of maximal entropy (MAXENT) finds the probability distribution p(z|F')
by minimizing our informations I[p] by keeping the constraints

ijf(zj) =F. (66)
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This is obviously equivalent with maximizing the missing information, I[p]. Note that due to the convexity of x Inx
the minim will be absolute. Thus this principle is optimal in what it preserves all information without introducing
other bias.

The explicit construction of the minimal information distribution is achieved by means of Lagrange multipliers, by

maximizing the function
ij np; + (1 =X)_pj — 1)+ AF ij (7)) (67)

J

in the probability distribution {p1,...,p,} and the parameters Ao, A. The extremal conditions for p; fixes the
probability distribution,

0
— : 0=—Inp; —1 =X+ 1—=Af(xj), p;=e 2@ (68)
Ip;
The maximum for \g yields the partition function

0

= . — oo — —Af(z;) — oo
I 1=eZ(), ZA)=) e = e, (69)

J
and finally the maximization over A gives the sum rules to express expectation values as the logarithmic derivatives
of the partition function,

% D F = Z flxg)e M) = Z Flape e = 22 lnai()‘). (70)
J
The value of the maximal entropy is
Smam = _ij lnpj
J
= ) e M EDN 4 Af(x)]
= )\Z) + AF. (71)

What is the relation between the entropy used in MAXENT and in Physics? Entropy is introduced in thermody-
namics as a state function, a sum of the heat exchange weighted by the inverse absolute temperature along a reversible

path over equilibrium states
]
S = / ?Q. (72)

Another proposal, coming from Boltzmann is given by Eq. (3). Finally, Gibbs proposed the form

S=- / d*Npd*N qP(p, q)In P(p, q) (73)

where P(p, q) denotes the probability density of the system in the phase space. The similarity of this expression with
Eq. (42) shows the equivalence of the Gibbs and the information based entropies. The comparison of Egs. (3) and
(40) reveals the identity of the Boltzmann entropy with the previous two. The different ensembles will be introduce
below in such a manner that the these three entropies become numerically equivalent with the thermodynamical one.

G. Ensembles

All ensembles of Statistical Physics can be obtained by the application of the Maximal Entropy Principle. The
closed system of particles, considered in Section I is characterized by its energy F, volume V and particle number N.
No other information is available, m = 0, thus the MAXENT principle identifies the uniform probability distribution
which contains no information beyond the known energy value. The partition function is

d3N:L'd3N

Ps(E - H(p,x)) (74)

Z(Ev‘/vN)zzéE,Hj — Q(E,V,N) = N(2rh)N

J
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according to the second equation in Egs. (69). In the first, formal expressions we sum over different micro states.
In the more detailed expressions the micro states are characterized by continuous variables and the summation turns
into integration. Furthermore, the volume element of a micro state is chosen to be (27h)? to comply with Heisenberg
uncertainty relation and the multiplicative factor 1/N! is inserted to render the entropy an extensive quantity by
identifying micro states obtained by the permutation of the identical particles of the system, to be discussed later.
The Gibbs entropy, given by Eq. (71) is

S(E,V,N)=-> p;jlnp; > nQ. (75)
J

where the normalization ) . p; = 1 was used in the second equation. This relation establishes the numerical equiva-
lence of the Boltzmann and the Gibbs entropies for the microcanonical ensemble.

The natural variable of the Gibbs entropy is the energy and the volume of the system, S(E,V, N). The equivalence
of the thermodynamical and the Gibbs entropy will be reached by defining the inverse temperature by

_ 05(E.V.N)
b=""%F 7

cf. Eq. (72). The flow of the energy caused by the change of the volume defines the pressure,

OS(E,V,N)
bp= """ (77)
In the view of the fast orthogonalization of the state by the interactions with its environment mentioned in Section I B
the microcanonical ensemble, derived for isolated systems is a rather idealized concept. It serves as a starting point
to construct more realistic ensembles corresponding to certain open interaction channels between the system and its
environments.

Let us first allow energy exchange with the environment. The the energy is not fixed anymore, it is distributed by
some probability and we can control its expectation value only. Then the probability distribution for the micro states
will be chosen by minimizing its information content by keeping the energy average fixed. We have a single function,
f1 = H to keep fixed, m = 1. The corresponding Lagrange multiplier is usually written as \y = § = 1/T to convert
Eq. (70) into the usual relation

_9lnZ(3,V,N)

E=(H)= . 78
() o (78)
The canonical partition function
dgN:L'dBN
— ¢~ BABVIN) _ ~BH, P —BH(zp)
Z(B,V,N)=e¢ = ;e - NI P (79)
is obtained by means of the second equation in Eqgs. (69). Therefore,
p(E) = Se PP (80)
Z
gives the canonical probability distribution of the energy levels. The Gibbs entropy is expressed as
S=p(FE—-A) (81)

according to Eq. (71).
It is instructive to write

AS = A(=Y palnpn)

= - Z(Apn) Inpy,

B> E.Ap,
= PAQ (82)
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TABLE I: Legendre transformation of the thermodynamical potentials in the energy representation, starting with E(S, N, V).

Potential Legendre transformation New variable Transformed function Alternative form

Enthalpy —E(S,N,V) — H(S,N,p) p= 220 H=E+pV H =TS + BuN

Helmholtz free energy —E(S,N,V) = A(T,N,V) -T = QB_TEZ A=E-TS A=—pV + uN
Gibbs free energy —A(T,N,V) = G(T,N,p) p= % G=E-TS+pV G = uN
Grand potential —A(T,N,V) = QT, n,V) —u = % Q=FE-TS—uN Q=—pV

where the relation ) Ap,, = 1 was used in the second equation, the canonical probability distribution (80) is used
in the second third equation and finally, the last line follows from Eq. (32). This result and the sum rule (78)
compared with Eq. (72) yield the equivalence of the thermodynamic entropy and inverse temperature with S and (3
and identifies A as the Helmholtz free energy.

When both energy and particle exchange are allowed then we keep two expectation values fixed in the minimization
of the information of the probability distributions, the energy and the particle number of the system. Thus m = 2
and we write f = (H,N), A = (8, —fu). The corresponding grand canonical partition function is

B d?’Nxd?’ B o.p)—
Z(B,V, ) = PPBVIY _ Ze BUH;~pN) _, Z/ o D = BH ) ) (83)

and yields the expression

S =pB(E+pV —uN). (84)
The sum rule
OBV V.
E=(H)= 7% (85)

assures us that the function p introduced in the exponent of the grand canonical partition function of Eq. (83) is
indeed the pressure. This result turns Eq. (85) into the fundamental equation of thermodynamics, the Euler equation.

The Gibbs entropy is given in terms of the probability distribution which is different for different ensembles. The
identification with the Boltzmann entropy mentioned in the case of the microcanonical ensemble must be extended
for the other ensembles. Such an explicit demonstration of the equivalence of the ensembles can be achieved by
means of the asymptotic equipartition theorem of information theory. This theorem applies for distributions p(X)

which peak with width O (1 / VN ) in the thermodynamical limit. The prediction of the ensembles naturally differ for

finite systems, the unique result is recovered in the thermodynamical limit, N — oo only. Let us chose a probability
0 < p < 1, introduce a region R of the phase space around the peak of the distribution function p(X) in such a
manner that the probability of finding the system in R is p,

/X _AXp(X)=p (36)

and define the Boltzmann entropy of this probability distribution as
Sp(p) =In — dX (87)

where ()¢ is a reference volume. This entropy can be written as the sum of a p-independent and a p-dependent part.
According to the theorem the p-dependent part of this entropy is o(IN), ie. the Boltzmann entropy density,

S
Jim S5 = 2
is p-independent. This property allows the identification of the Boltzmann entropy with that which was obtained by
Shannon and is consistent with our information of the system.
Observe that when a new interaction channels opens then the maximum of the entropy is parametrized by the
corresponding Lagrange multiplier instead of a sharply fixed physical quantity. What happens is that we seek the
maximum in terms of a new variable, the derivative of the entropy with respect to the previous one, the physical
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quantity in question. Such a reparameterization of the search of an extremal is described by the Legendre transfor-
mation, introduced in Appendix A. The natural variables of the partition function Z in Eqgs. (69) are the A, the
Lagrange multipliers and Eq. (70) describes the change of variables and the function —InZ, cf. Eq. (A2). One
talks about the energy or entropy representation of the thermodynamical potentials when the entropy S(E, N, V) or
energy E(S,N,V) is used as the starting point for the different Legendre transformations. The potentials, listed in
Table I are based on the energy representation, starting with the functions —SE(S, N, V). The last column of the
table follows from the Euler relation (85). The table shows the thermodynamical potentials as they were defined
historically. The systematic Legendre transformation would be based on the variable 8 instead of T' and —/ times
the potentials, shown.

H. Second law of thermodynamics

The fundamental laws of Physics, weak interactions left aside, remain unchanged when the direction of time is
flipped. Nevertheless, one observes the breakdown of the time reversal invariance, the setting of a time arrow, on
different levels:

1. Radiation: The retarded solutions of the Maxwell equations seem to be in agreement with our epxerience, the
advanced solutions do not fit to our world.

2. Thermodynamics: The second law of thermodynamics,

%l(f) >0 (89)

prefers the forward going time.

3. Quantum mechanics: The phase difference between macroscopically different states is lost during a measure-
ment or observation.

4. Gravitation: The space-time singularity of the Big Bang sets the motion of the time in one direction.

Presumably these time arrows are not independent, all of them should come from level 4 where the time is actually
constructed. But we now ignore their correlation and consider level 2 only, the breakdown of time reversal invariance
as known from thermodynamics. The main point to underline is that this time arrow which is difficult to understand in
terms of microscopic, reversible equations of motion, comes from the inevitable interactions of a macroscopic system,
with its environemnt. These interactions, together with the boundary conditions in time, imposed for the environment
lead to a preferred direction of time in statistical physics.

Let now consider systems A and B in thermal equilibrium, at temperature T4 and Tg. The probability distributions
are chosen by minimizing their free energy A = E—T'S. Then we bring them into contact with each other by allowing
exchange of energy between them. The Liouville theorem states that the evolution of a classical system always
preserves the phase space volume and with it the informational entropy. The time evolution is unitary in quantum
mechanics and the informational entropy is also preserved. Therefore, the Gibbs-entropy which assumes the value
S(ANB) = S(A)+ S(B) before the contact was established remains a constant of motion.

Let us denote the change of a quantity X before and after the establishment of the contact between the systems
by AX = Xtina — Xinitiai- The energy exchange represents heat therefore we have AE = (). The conservation of
the full entropy gives AS712 = 0 what can be written by means of Eq. (53) as

AS(A) + AS(B) = AS(A: B). (90)

The heat exchange forces the two systems to change their probability distributions, in particular to give up the initial
independent equilibrium states. Since A = E — T'S was minimized for each system before the contact the states after
the contact must obey the inequality

BQ—AS >0 (91)
for both systems which can be written as
B(A)Q(A) + B(B)Q(B) = AS(A) + AS(B) = AS(A: B). (92)
Energy conservation, Q(A) + Q(B) = 0 yields the inequalilty
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The two systems were independent before bringing them into contact hence Sinitiai(A : B) = 0, and AS(A : B) =
Stinat(A : B) > 0. This establishes the second postulate of thermodynamics: (i) The sum of entropies of the two
systems is non-decreasing, AS(A) + AS(B) > 0 and (ii) the inequality (93) assures that heat flows from the warmer
to the colder system.

One should keep in mind that the correlations between the two components, A and B are crucial in these consid-
erations. Since the total entropy S(A N B) is conserved the system entropies, S(A) and S(B) display non-decreasing
nature if and only if S(A : B) is non-decreasing. The entropy increase in a sub-system is always balanced by the same
increase of the mutual entropy of the system and its environment. One may say that it is this latter, the ever increas-
ing entanglement among sub-systems which drives the increase of the sub-system entropies. As soon as the mutual
entropy decreases the system entropies decrease, as well and the thermodynamical time arrow is flipped. One suspect
that by starting with specially rearranged initial conditions where the sub-systems are strongly correlated the mutual
information may decreases. What kind of independence is needed in the initial conditions to remain in conform with
the second postulate of thermodynamics? It is argued below that the independence we need for the second postulate
between a system and its environment is the existence of (thermodynamical) variables which characterise the state of
the system in a unique, reproductible manner.

The see how this happens let us assume that our system is in equilibrium with its environment at the initial time
t and this equilibrium state can be characterized by @, a collection of thermodynamical variables. Furthermore we
define macro and micro states. A micro state is a point in the phase space, it denotes a fully identified state of our
system, including all information about it. The macro state represents our partial information about the system, it
is defined for each set of thermodyanmical variables, ®, and it consists of micro states which are compatible with
®. The volume of the macro state in the phase space is denoted by Q(X(®)). The entropy, or the volume where
the probability, given by the maximal entropy principle is concentrated is well defined according to the asymptotic
equipartition theorem.

Let us now suppose that the time evolution brings our system, considered isolated from its environment, from the
thermodynamical state ®; at time ¢; into another equilibrium state ®; at time ¢y in a reproducible manner. Each
observation carried out on the system follows the time evolution of a single micro state and reproductibility of the
experiment is the claim that any micro state of ¥(®;) evolves into a micro state of 3(®s). To phrase this in a
mathematical statement we introduce the time evolution map, Uy : RSN — RSN for the points, the micro state in
the phase space by the definition Uy ((z(¢), p(t)) = (z(t +t'),p(t + t’)), where the trajectory (z(t),p(t)) is generated
by the detailed, elementary equations of motion with couplings to the environment ignored. Reproductibility is the
inclusion

Utfyti(2(®i)) C E(q)f)a (94)

where U(X) denotes the image of the phase space region X after the time evolution. According to Liouville theorem,
based on the equations of motion of the isolated system the volume of the macro state is,

QE(Py)) = AUt 1, (5(P5)))- (95)
The comparison with Eq. (94) yields
QE(P:)) < QE(Dy)). (96)
By taking the logarithm of this inequality we arrive at the second law,
S(®i) = InQ(E(P;)) < InQ(E(Py)) = S(Py). (97)

In the absence of environment the system dynamics is reversible, the inclusion in (94) would hold for the time
reversed system in the opposite direction, as well, leading to Uy, +, (3(®;)) = X(®) and the conservation of entropy.
But the interactions with the environment, the leakage of information, allows that the macro state 3(®;) becomes
“polluted”, to contain micro states which are not the result of a possible experiments, starting with ®;, without
contradicting to our experimental finding, the reproductibility of the transition ®; — ®. Therefore the equality in
(97) holds for reversible reproducible processes.

Several remarks are in order at this point.

1. The argument presented above is not relying on any specific feature of the thermodynamical variables ®. What
was important is that the set of parameters ® provides a sufficiently detailed specification of the system for
reproducibility. The most natural experimental way to make sure the sufficiency of ® is to wait until the system
"forgets” the special features of its initial condition, in other words to assume that the initial and final states of
the second law correspond to equilibrium and use the time honored set of thermodynamical variables as ®.
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FIG. 2: The second law of thermodynamics: phase space volume of a macro state can not decrease during reproducible changes
®; — ®; of the thermodynamic variables.

2. Statistical physics is based on the construction of two levels of the physical world, based on the micro and the
macro states. The maximal entropy principle is a bridge between these levels: For each macro state, ®, we
construct the ensemble of micro states, X(®), as the best representation of our partial information.

(a) One finds a fully specified system at the fundamental level of micro states, requiring an inhuman quantity
of information to handle. The elementary blocks of the other level, defined by our observations, are the
macro states, comprising the the limited informations, gathered by us, observers.

(b) The volume Q(X(®)) is subjective, i.e. an artificial, a mental construction to characterize the system,
based on our partial information. Different experimental setups define different phase-space volumes, in
function of what is controlled, “known” experimentally. These volumes are constructed by us and are not
obeying Liouville’s theorem. Hence the entropy is an anthropomorphic, auxiliary construction, based on
the existence of observers.

(¢) The maximal entropy principle makes us possible to use our partial information in an optimized and consis-
tent manner. Optimization is provided by removing any preference without actual information possessed,
by the maximization of the entropy. Consistency denotes the property that any observers, possessing the
same information assign the same entropy and make the same predictions. Thus the probability density
and the entropy are objective in this sense and are well defined elements of scientific discussions.

(d) The reproducibility as used above stands for a deterministic law. One may interpret the inequality (97) by
saying that any deterministic law, imposed on quantities which are fixed by partial informations is always
loosing information and produces less predictive results.

3. One might think that the second law of thermodynamics, applied to isolated systems, implies a dynamical
breakdown of the time inversion invariance. But this interpretation is incorrect on the following counts.

(a) The closed system retains its time reversal dynamics and the impression of irreversibility comes rather from
our inability to possess all information. What makes the entropy non-decreasing is the loss of information
about the non-thermodynamical variables. As soon as we possess all information ® identifies the system
in a unique manner and Q(%(®)) = (27h)*N = Qg becomes a constant of motion.

(b) The argument about the non-decreasing of the entropy works in reversed time, too. Once the final state
is specified and the time evolution is used to "predict” the corresponding initial state then the entropy is
non-increasing in the time which flows backward. The time evolution in phase space preserves the time
reversal invariance, it is our partial information about the system, used to designate the macro states,
becomes obsolete only.

The thermodynamical time arrow, set by the inequality (89) does not originate from the system, it comes rater
from the imposition of the initial conditions for the environment, what we do not know or control.

I. What is entropy after all?

We can now have a more precise view of the entropy. We have seen one part of the picture in Section IF, the
proposition of identifying entropy with our missing information. This reproduces equilibrium thermodynamics. The
other part is dynamics presented briefly in Section I H, concerns the role of entropy played in the time dependence
and we consider now this side more closely. In a process of interaction we trace the energy exchange because the sum
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of the energy is conserved. But the amount of energy exchanged is not sufficient to qualify the consequences of the
interaction because the given exchange may or may not take place, according to the sign of the change of entropy
involved.

Let us start with a closer look on the energy. It is not a directly measurable quantity despite its fundamental use
in the formal weaponry of mechanics. It is useful because it is conserved and characterizes the motion. When we
intend to perform certain task by an engine then we want to send it onto a certain trajectory in the phase space. The
energy is a useful quantity in this process not due to its conservation but rather because it characterizes conveniently
the phase space available for the system. When we say that we give some energy to the system then we give a certain
”push”, come into an interaction with it in such a manner that it is put on the desired phase space trajectory.

The complications start in the thermodynamical or statistical description when we do not wish to follow the complete
dynamics in a detailed manner but we still want to keep some control over the phase space. The energy dF exchanged
between two systems,

dE = \dF + 6Q, (98)

is split into two parts, corresponding to the macroscopically identifiable forms of the energy and the rest, called

heat. Macroscopically identifiable energy is controllable and manipulable. The key point is that the uncontrolled

energy exchange channels are less useful because there might be cancellations among unwanted microscopic processes,

decreasing the efficiency of our effort of putting the system on a fixed phase space trajectory. For example we can

convert electric energy into mechanical work with better efficiency than heat because the disordered motion of the

molecules carrying heat leads to strong cancellations whenever the conversion into another form of energy is attempted.
The thermodynamical equation (72), written as

0Q ds)
T =dlnQ = q’ (99)
shows that the relative change of the accessible phase is to be compared with the amount of the exchanged, uncontrolled
energy. The proportionality constant, the intensive variable controlling the heat exchange is a measure of the efficacy
of the phase-space injection. A given amount of energy yields more gain in relative phase space when the energy
comes in an ordered manner. Energy, injected in a disordered fashion is less efficient to enlarge the phase space due
to the cancellations among the uncontrolled microscopic processes.

Looking from the point of view of tracing the thermodynamical, macroscopic variables then this ”leakage” of energy
into the new phase-space region represents a loss of information. This loss is naturally increasing as the time passes
in whatever direction from the initial state due to the macroscopically undetectable microscopical processes taking
place incessantly.

J. Grand canonical ensemble, quantum case

The discussion so far has been confined into the classical regime. But there are several indications that the basic
postulates of Statistical Physics can be justified on the quantum level. For instance, the order of magnitude estimate
of Section IB relies on the discreteness of the excitation spectrum, a hallmark of Quantum Physics. We shall be
satisfied here to outline the generalization of the maximum entropy principle and the equilibrium ensembles for the
quantum domain.

The extension of the classical ensembles for quantum systems is made by means of the density matrix whose prop-
erties are summarized briefly in Appendix B. A straightforward generalization of the classical Shannon information
is Neumann’s expression

Salp] = —Trplnp. (100)

The advantageous feature of this expression is its invariance under unitary transformations, p — UpU' with Ut =
U, expressing the conservation of the information of a closed system. Let us denote by f; the observables whose
expectation values,

(f) = Tefp=F, (101)
are known. The list {f;} usually includes all conserved quantity. The maximization of the function

Sp=-Trplnp+ (1 —X)(Trp—1)+ X(F —Trfp) (102)
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in p is achieved by making the infinitesimal variation p — p + dp. To calculate the variation of Trpln p we use the

identity
A? B2
Aeh (11+A+7+---) (11+B+7+---)

)
®
Il

A2 4 B?
]1+A+B+%+AB+---

A+DB)? 1
ﬂ'+44-F13%-£——75—)—'+ 3

::6A+B+%MJﬂ+m uom

[4,B] -

where the dots stand for multiple commutators, like [A, [A, B]] etc. in the last equation. It allows us to write

0Tr[plnp] = Trldplnp+ plu(p+ dp) — plnp]
= Tr[6plnp+ plnp(l + p~t8p) — plnp) (104)

which gives by means of the previously derived identity
1
0Tr[plnp] = Tr [(5p1np +plnp+ pln(1 4 p~tp) + §p[lnp, In(14 p~tdp)] — plnp

1 1
= Tr [(5p1np +dp+ §p(1np)p_16p — §6plnp
= Tr[dplnp + dp] (105)

by using that p and In p commute and by ignoring terms O (5 p2). Finally, together with the variation of the parameters
Ao, A one finds the extremal conditions

0
: 0= _(hlp)nm - )\O(snm - A.f'rnna pP= e_AO_Af

pmn
- e MZN), Z(A) =Tre M = ¢
o
a . X0 “Afp _ 31nZ()\)
N F=e¢"TreMf=-— N (106)
The value of the maximal entropy is
SPmax = —Trplnp
= Tre "M\ + Af]
= Mo+ AF (107)

as expected.

The procedure of determing the state of a quantum system by means of available informations is called the quantum
inference problem. The naturalness of using the maximisation of the missing entropy in the quantum inference problem
hints at possible relations between information theory and quantum mechanics. The attemtp to interpret quantum
mechanics as a set of rules to treat partial informations in an optimised and systematic manner is made more
attractive by Heisenberg’s uncertainty relation which exculdes the possibility of acquiring full informations about
physical systems by observations.

K. Noninteracting particles

We work out now the partition function of the grand canonical ensemble for noninteracting particles, as the an
example which already contains some of the usual complications of a quantum many-body system. A basis for a
system of N particles can be constructed by a complete set of states ¢x(x) as

G(@r, . an) =N PG (@) - drv) (@x(w)) (108)

TESN
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SN

FIG. 3: Graphical representation of the permutation (;ﬁi;i) .

where A is a normalization factor, m denotes a permutation of N objects, £ is the exchange statics, +1 or —1 for
bosons or fermions, respectively and () is its parity, defined in the following manner. Any permutation

T = (Tr(11)7,'.'.'.7,w(1\zfv)) (109)

can be visualized as a set of N curves, connecting IV dots, representing the N particles as drawn in Fig. 3. Each curve
corresponds to a particle and we find a series of crossings, particle exchanges, as the dotted vertical line is moved
from the right to the left. Each crossing generates a multiplicative factor £ in the state (108). It is obvious that the
number of crossings is not defined in a unique manner, the continuous deformation of the curves may induce more
or less crossings. But it is clear, as well, that such a change of the the number of crossing occurs in pairs only. This
argument shows that (i) any permutation can be decomposed into the product of exchanges of neighboring objects
and (ii) the number of exchanges ¢ is not unique but its parity, o(r) = ¢(mod2) is well defined. For example, for
N = 3 we have

-1 (110)
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The state (108) has the desired transformation property under particle exchange. To prove this we start with the
identity

Y F(m)= > F(xr). (111)

TESN TESN

It holds because the map ©# — 7’ of Sy for a given 7’ € Sy is bijective (onto and one-to-one), hence we have the
same quantities on both sides summed up in different order. Addition is commutative therefore Eq. (111) follows.
This identity allows us write

V(@i (1), T ()) = N7 Z €7 b1y Trnr (1)) () (T ()

TESN
= ¢(zq,...,zN) (112)

where the equations o(77’') = o(7) + o(7’), o(7'~1) = o(7’) have been used in arriving at the second line.
We simplify first the notation of the state (108) by means of the Dirac-notation,

[9) = N1 Y & k(r(1)),- . k(w(N)) (113)
TESN
where a state is labeled by the function k(j), j = 1,..., N. We can render a state more recognizable in the second step

by placing particles in the same state beside each other by an appropriate permutation, eg. |1122213) = £|1112223).
The phase of the state is determined by using an arbitrary but fixed order of the quantum number k. The occupation
number n(k) is defined for each quantum number & as the number of particles found in the one-particle state k,

(1), ..., k(N)) = |n(k1),n(ks),...) = [n(k)), (114)
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FIG. 4: Fermi-Dirac and Bose-Einstein distribution functions.
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eg. [1112223) — |3,3,1,0...). The momentum p is a preferred quantum number for free particles and i, (x) = e#P?.

Additive quantum numbers can easily be constructed, such as the particle number

QIn(p)) = Nlnlln(p)),  N[n) =3 n(p)

and the energy

Hin(p)) = Elnlln(p)),  Eln] =) n(p)e(p),  e(p) = z

The partition function

Z=eV = 3 AERI-uNT)
{(n(p)}
= Y P Ten@enw)
{(n(p)}

H Z e—Bn(p;)(e(ps)—p)

7 n(pj)

1
_ H 1o Blm-m bosons
Tl O e BE@)~1)  fermions

gives rise the pressure

Bp — — [ 22775)3 In[1 — e=A@®)=M]  bosons
b= Ik (2‘25)3 In[1 4 e Ale(Pi)—m) fermions
in the thermodynamical limit. The expectation value of the particle number,

o= Blepy) =)

1 07 ~*—we—n bosons
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identifies the average occupation number
1

as a function of the single particle energy, cf. Fig. 4.

II. PERTURBATION EXPANSION

(115)

(116)

(117)

(118)

(119)

(120)

A rudimentary version of the perturbation expansion for the partition function will be presented briefly. It is
assumed in this scheme that the system Hamiltonian can be written as a sum of the free and the interactive terms,

the former dominating the latter.
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Some caution is needed in using the word “interaction, specially in quantum physics. A special feature of statistical
physics is that one always needs some interactions between the observed system and its environment. In fact, this
interactions should be weak enough to be able to consider the system and to leave the influence of the environment for
the choice of certain ensemble. In the same time, it should be strong enough to generate relaxation and equilibrium
for the system. What we mean by an ideal gas is a system of particles having no interactions among themselves but
still interacting with the thermal, chemical, etc. baths in their environment.

Interaction of two subsystems is handled in classical physics by introducing a part of the total energy which depends
on the degrees of freedom of both sub-systems. As long as this contribution is negligible compared to the rest the
interaction is considered weak. Take now a gas of non-interacting point particles in a solid vessel where the interactions
of the particles with their environment, the vessel wall, are described by some elastic, energy conserving, particle-
vessel wall collision dynamics. In the limit of infinitely massive vessel the interaction energy between the particles
and the vessel tends to zero, indicating the insufficiency of the interaction energy as measure of the importance of the
interaction in the dynamics.

The tradition view of interactions, based on the interaction energy proves to be even less useful in the quantum
domain. When two indistinguishable particles form a common system then the (anti)symmetrization of their state
introduces correlations, known as exchange interactions as long as their wave-functions overlap in three-space even
if the particles are strictly non-interactive. These correlations may make the eigenvalues of the total Hamiltonian
complicated, non-additive functions of the single-particle quantum numbers. Such states which can not be factorized
as a simple product of vectors corresponding to the two sub-systems are called entangled. The distinguished feature
of correlations observed in entangled state are non-locality and selectivity. The former stands for the insensitivity of
the correlations on the separation of the particles. The latter can be explained in case of three particles, A, B and C
entangled with each other. The insensitivity of the correlations of entangled state on the separation explains that the
correlation between A and B may differ substantially from that of A and C even if B and C are close to each other,
both of them being far from A.

The correlations due to the (anti)symmetrization of states of indistinguishable particles can approximatively be
described by using the classical description extended a suitable chosen interaction potential. This method is described
first below, followed by the perturbative treatment of genuine interactions, represented by some interaction energy in
the Hamiltonian.

A. Exchange correlations for free particles

The non-interacting particles are correlated when they are indistinguishable. For example the Pauli exclusion
principle generates repulsion when the wave functions of the fermions with the same spin overlap. Such kind of
exchange correlations can be treated perturbatively when the system is approximately classical which happens to be
the case at high temperature.

The partition function is given as the trace of the density matrix. Instead of a direct calculation of the matrix
elements of the density matrix we shall rely an a surprising and useful relation between quantum mechanics and
quantum statistical mechanics, namely that the density matrix of a canonical ensemble can be obtained by continuing
analytically the propagator for imaginary time. To see this relation we start with a free particle whose propagator,

Gla,y:t) = (wle F0ly), (121)
is constructed by going over momentum space,

Gz, yit) = (ale” 7P |y)
d3q —LpQ
= W(ﬂe 2P| q) (qly)
~—_——

_ ith .2
(|g)e” 2m 9

3 _ .
— &e*ﬁﬁqﬂ%q(w*y)
(27)3R3

- ()" -
™

The single particle density matrix can be found by Wick rotation, t «» —ihi8, where 8 = 1/kgT. In fact, such a
transformation changes the heat equation

Owp = DAp (123)
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into the Schrodinger equation

FL2
iho) = — 5 — A (124)

and the density matrix p(8) = e ?H into the time evolution operator U(t) = e~ #tH In particular, the transition
probability for Brownian motion, satisfying the heat equation is

(:B|e_2imp2|y> = A;geig(miw , (125)

| 2mwh?
A = 126
T kaT ( )

denotes the thermal de Broglie wave length satisfying h?/2m\2 = kpT/2m. The matrix elements of the density matrix
for NV distinguishable particles are therefore

where

_ (s —u.:)2
<IB1,...,wN|€7%p2|’y1,...,yN> =\Ne OF 2 (@i ~vs) ) (127)

The physical states of equivalent particles are (anti)symmetrized with respect to their exchange,

|m17"'amN> - = Z ga(ﬂ—)|m7r(1)7"'7m7r(]\/')> (128)
N TESN
and the density matrix for equivalent particle is
_ B2
(@1,...,xNle” 7P |y, yn) = Y F(r, ) (129)
where
Nl B @) —Yar )
F(ﬂ',ﬂ'/) _ 50(71')-1‘0(71' )N|A3Ne 22, Zy(w () " Yx'( )) ) (130)
AT

An important property of the function F(w,n’) is that it remains invariant under the simultaneous permutations of
the coordinates,

F(rr" 7’7" = F(r, ) (131)

which follows from the identity
D @aiy =Y ()? =D i =D fari) = D @awr () = Y (nri)) (132)
J J J J
/—1

containing the sum of the same terms in different order on the two sides, cf. Eq. (111). We choose 7" = 7/~1 and
find

Y F(r,r')=> F(ra'™' 1) =Ny F(r,1) (133)

il !

where the last equation holds because it contains the sum of the same terms in different order on the two sides. We
find finally the canonical partition function

Zn = Tre BHo

1 P (@ () — T 2
~ NN Z‘fo(ﬂ)/ds%e e (134)
NN £

where the multiplicative factor 1/N! is to compensate that for each non-degenerate set of coordinates, x; # @) the
same (anti)symmetric state appears N! times in the integration.
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FIG. 5: The qualitative feature of the statistical potential.

It is instructive to consider the high temperature limit, Az — 0, when the average interparticle distance becomes
large compared with the thermal wave length, V/N > A3, and one expects that the particles behave classically. The
dominant contribution to the partition function is then 7 = 1, the next order corresponds to permutations consisting
of a single exchange of two particles, the n-th order being the sum over permutations which exchange n particles,

1 3N & X, (@j—x;)? — 25 (wi—w;)?
ZNN!)\gTN/d z|e 7 +§;e A + (135)

Let us re-express the factor A3V in front of the the sum by the Gaussian integral over the momenta write the integral
over the momenta,

1 sy B — 5 (=)’
N = N'(27Th)3N /dBNZEdBNpe ﬂZJ zm |1 4 €Ze A2, (zj—x 4| (136)
' i<j
The first term,
©0) _ 1 AN, BN, BT, o

dominates the partition function and shows the approach of the classical behavior with increasing temperature. To
see the role of the next order we write

1 5[, B, Ur i)+ |
Iy — ——— d3N d3N |: Jj 2m i<j 1
N = N@2rh)3N / wepe (138)

where the statistical potential
_2m 2
Ur(x) = —kpT1In <1 + e >r > (139)

has been introduced. It represents a repulsive force for fermions, arising from the Pauli exclusion principle and an
attractive force for bosons.
It is possible to recover all orders in the series by factorizing the permutations as

™= (ilajl) e (Z.anjnw) (klvglvml) e (km3,€m3,mm3) e (140)

mso two—cycles ms3 three—cycles

where )", ¢my = N. The contribution of the ¢-cycle to the partition functions is

14

d3 i =5 [(e1—=x 2 (eo—m3)% 4 (p—w1)?

02: | |/ )\;L']e AT[( 1 2)“+(x2 3) 4+ (e 1)%] (141)
7=1 T
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The integration can be carried out successively by means of the following identity for Gaussian integrals,

2 22

3 )2 a2 3 2
/ dy ey _loan e o /dsye—%(%+%)+y(%+%)
3

Rryrim) @ry/mima)?

3/2 _=2?2 22 1 (w22
o 1 T172 e 277 21—2+2(%+%)(7—1+1—2)
(27Ti72)3/2 \ 11 + T2
1 22 L2 %w2+%22+2w2
Y — TR T 2(m1+72)
27 (11 + 72)]3/2
1 ECE L
= — ¢ 2(T1+"2)’ (142)

27 (11 + 72)]3/2

showing that the elimination of a coordinate leaves behind the same kind of integral. Applying such an elimination
£ — 1 times we find

¢ — S l(@i—m2)® (@2 —ws) 4 (e —21)?]
B 2
Cy = H/ )\ij e 2%
j=1 (271-%)3/2
/ del Qﬁ(zlfml)
(221 )3/2
v
BRGYEE (143)
The canonical partition function is
1 =35 X (@ —my)?
IN = ——=v §G(W)/d3N:ce Ap Y
1
= 7 2 (EC)™ (144)

The number of permutations corresponding to a given decomposition, ie. set of numbers {m,} satisfying ), ¢m, = N
is N1/ [, mel0™¢. In fact, there are N! permutations altogether and the permutation of the cycles and the performance
of a cyclic permutation on the symbols in a cycle preserves the decomposition. We have finally

1 ! N!
T = oAy my
N N! {Z} [T, meteme (€Ce)
my

> oy (%)m (145)

{me} ¢

where the prime on the sum is the reminder of the constraint ), ¢my = N. The grand canonical partition function
is therefore

N=0
- 1 <ZZ§C'e>m/Z
- — (=
0 {me} my 12
= £ O (146)

and we have a series representation of the pressure of the ideal gas,

pV 2¢ \%4 P
?1527@:§E2m- (147)
¢ ¢
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FIG. 6: A ninth order Meyer graph.

B. Interacting classical systems

Let us now consider a system of particles described by the classical Hamiltonian

2

_ p g

L2115 s
J i<j

where

denotes a genuine interaction, described by a pair potential. The canonical partition function is

1 dgpj 3. —BH
ZN = ﬁl}/i(%)%?)d xje

1
= / AN ge™P i< via, (150)

We introduce the function f;; by the expression
1+ fij = e Fv (151)
and write the partition function as a series
1
T i<j
1
NN /dng Lty fiyt D fifwet o (152)

i<j i<g k<t

where each contributions is represented by a Meyer graph. A numbered graph for n particles consists of n numbered
bubbles, some of them connected by lines. The corresponding mathematical expression contains integration for n
coordinates and the integrand is the product of f;;, one factor for line connecting two bubbles. The ninth order graph
of Fig. 6 stands for the contribution

/d3$1 < d®xg fraf13 f14f23 faz faz far fro- (153)

The partition function is the sum over all different graphs,
1 .
ZN = W%N Z[N particle graphs] (154)

To simplify the expressions one considers connected graphs, clusters, which do not fall into the product of two
independent factors and define the /-cluster integral as

1

= Z[ﬂ particle connected graphs] (155)
XY

by

where the coefficient is chosen in such a manner that by is dimensionless and converges in the thermodynamical limit
where the integration over the coordinates of a connected graph produces a volume factor. The first few cluster
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FIG. 7: The second and third order Meyer graphs.

integrals,
1
by = V/dz =1
by = Brid3ey f ! Bz f(x)
2T a3y 1 TN
1
bs = 7% /d3m1d3x2d3x3[three particle graphs of Fig.7] (156)
3GV
with

flx)=ePV@® 1 (157)

and shown in Fig. 7.
Any graph can be factorized into the product of its connected components. Let us denote the number of ¢-

particle connected components in a graphs by my. This partition of N particles satisfies the relation Zévzl Imy =
N. For a given set {m;} we have to sum over different distributions of the particles in the bubbles of the graph.
There are altogether N! ways of distributing the particles but the connected components can be exchanged and
within a connected component the particles can be redistributed without producing new graphs. Therefore there are
NU/TI, me!(£h)™ different distribution of the particles corresponding to the same graph and the contribution of the
graph with a given set {my} is

NI me
SN B, v 30-3 _ 3N
/d e R [T, mel (e L [T (Vexy—e)™ = Ng H <)\3 4>

and we find the canonical partition function
' L (Vv \™
ZN = — | —=b . 158
N Z{me} ];[ mye! ()\% é> ( )

The grand canonical partition function is free of the constraint on the particle number and reads as

7 = ZZNZN
1 o\
11§:me(vzw)

£ {m,}
— z°b
_ g el (159)

where z = e##. We have finally the expressions

1
2_ Ly, (160)

T M n
and
N 9 dz 0 0 1
= = L= T =Brap=-—2D 0% 161
"Ty a,up du@zp ﬂz@zp A%;Z ¢ (161)

for the pression and the density.
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The resummed cluster expansion provides results with arbitrary precision for sufficiently dilute gas but is unable to
handle phase transitions eventually occurring at higher densities. It is useful to organize the expansion using explicitly
the density as small parameter. The equation of state in such a virial expansion is

V3 o 3 Vi1
NT m = Zae(/\T”) (162)
(=1

The second equation allows us to write

Zzlbg = Zﬁzebg i ag/(/\%n)e/fl
y4 14

=1
s -1
= > 'Y ap (Z E”ze”be”> (163)
4 =1 e

and the identification of the coefficients of the same powers of the fugacity yields the virial coefficients ay. In the first
order we have by = b1a; and a3 = 1. The second order gives by = 2bsa; + b%ag and as = —bo, etc.

C. Interacting quantum systems

The expansion of the quantum system can easily be reduced to the classical case. The canonical partition function,
Zyn = Tre PH (164)

can be rewritten by using the resolutions of one

> In)nl,

1
N!

1

/dBNx|x1,...,zN><:c1,...,:cN, (165)

where H|n) = E,|n) as

1
ZN = m/d3NxZ/d3N<$1a---7xN|e_BH|$1""”rN>

1
= oy /d?’NxWN(:cl, Cey TN, (166)
where
W (zy,...,zx) = A Z(:cl, caylePH |z, )

= AN Z(wl, . an|nye PP (nlzy, . o)

= )\%NZKQQ,...,xN|n>|26_BE”. (167)
Note that

Wi(@) = A e hreiple #|pjetre
v p

= A /Lsp e mmP =1 (168)

— 7T (27)3h3 N
and the functions Wiy (z1,...,2y), the unnormalized probability distributions are symmetric with respect to the

permutations of the coordinates.
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The connected components of the correlation functions Wy are identified by means of their clusterisation,

Warin (@1, 2n, Tyt - Onem) = War(@n, - en) W (g, -+ TN ) (169)

as |xzj—xi| »>ooforl <j< Mand M+1<k<M+N. This property allows us to introduce the ” connected part”
Cn of any correlation function Wy in the following, iterative manner. The first step is obvious, Cy(z) = Wi(x) = 1.
The connected two-point correlation function is defined by

Wg(l‘l,l'g) = Cl(l'l)cl(l'g) +CQ(.T1,.T2). (170)
The connected three-point function is introduced by

Ws(x1, 22, 3) = C1(21)C1(22)C1(23) + Co(x1,22)C1(23) + Co(21,23)C1(22) + Co(2, 23)C1(21) + Cs(21, 22, 3)-

(171)
The higher order connected functions are defined in a similar manner,
/
W s = Ci---CiCy---CyCq---Ca--- 172
N (z1 TN) Z{m[}; 1 10 2 Cs 3 (172)

miy ma m3

where the summation is varied out over such permutation m € Sy which correspond to different distribution of the
particles among the argument of the connected correlation functions. (No need of permuting the variables of a given C;
because it is already (anti)symmetric). As usual, the prime denotes that the summation is over partitions satisfying
>otmg = N. It is a deep dynamical postulate, that the connected parts, defined in this manner are vanishing,
Cn(z1,...,2y) — 0 if any of the variables is separated from the rest. One expects that this clusterization is valid
due to the assumed absence of genuine long range correlations in a system which has convergent thermodynamical
limit. This assumption can be verified by means of the perturbation expansion or by numerical simulation.
The /¢-cluster integral is defined by

_ 1 3¢
by = 70)\%@_3‘/ /d xCy(x1,...,xp) (173)
which yields
1 3N

1 / N!
N!)\%N Z{mz} He(fl)mfmg!

1 / 1 1 a0 me
1 / (VA3E=3p,)me
N Wz{me} 1;[ my!
/ 1 [V \™
- Z{W} 1;[ p— (Fbg) (174)

and

N 35 2o 2be
7= NzZy=e" : (175)

The calculation followed here aims at the thermodynamic potentials. In a similar manner one can calculate averages
of other quantities, as well.

III. PHASE TRANSITIONS

Thermodynamics was developed by remarkable intuitions and lead to the phenomenological description of large
systems in a time when no direct indications were known about the existence of the underlying microscopic structure
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of matter. This phenomenology was developed for stable matter but can easily be extended to the description of
phase transitions. The possibility of such an extension is even more remarkable because the phase transitions bring
new universal behavior compared to the stable state and depends more heavily on the microscopic details.

Phase transitions, eg. the freezing or evaporation of water, refer to a non-analytical dependence of the thermody-
namical potential for certain values of the phenomenological parameters. The main problem in this phenomenon is
the understanding of the origin of singularity in simple quantities as temperature, pressure, density, etc. when these
quantities appear in an analytic manner in our microscopic expressions. The key observation is that this analytic
dependence of the microscopic laws on the parameters in question guarantees analyticity of the observables for finite
system only. Phase transitions arise in the thermodynamical limit only where the diverging particle number generates
singularities for certain equilibrium states.

The construction of the microscopic, dynamical picture is a real challenge because one can not rely on kinetic theory
to describe a highly non-equilibrium process. What is left in classical physics is the detailed solution of the equations
of motion for a large but finite closed system and the extrapolation to the thermodynamic limit with care. A large
closed system follows a rather complicated path in its classical phase space. After some time it usually arrives at
a certain basin, a coordinate space area surrounded by potential barriers where it reaches an equilibrium state and
develops an analytical dependence of the long time averages on the control parameters, appearing analytically in the
Hamiltonian. But the motion takes place on a complicated potential landscape and there might be narrow valleys
leading to different other basins where the system could display different equilibrium dynamics. For a large but finite
system the cross section of the valley is finite, the total energy is sufficient to traverse the valley and the system always
explores a number of different basins in its equilibrium and there is no phase transition. But the valley cross section
might become a singular function of the energy in the thermodynamical limit. How can this happen?

The best is to imagine an effective theory for the collective coordinate parameterizing the path along the valley.
Most of the degrees of freedom are fast changing compared to this coordinate and provide a background noise only.
The effective theory, obtained by solving the equations of motion numerically for all other coordinates, has a Langevin-
like equation for our collective coordinate which contains an effective potential. This effective potential depends an
the total energy of the system and opens the passage in the valley only if the system energy/temperature reaches a
certain threshold. The fluctuations which are strong for finite systems round off this transition as a function of the
energy/temperature but the opening of the valley becomes sudden in the thermodynamic limit when the fluctuations
in forming the effective potential become weak.

How such a mysterious valley effects can show in quantum mechanics? The detailed response is rather involved,
it involves functional analysis and C* algebraic methods in quantum field theory. But the qualitative picture is
simple. The quantum description is based on the representation of the basic canonical variables and observables in
Hilbert spaces. Neumann’s theorem states that this representation is unique for finite systems. This implies that the
expectation in a given eigenstate of the Hamiltonian are analytic functions of control parameters as long as these
parameters appear in the Hamiltonian in an analytic manner. But the escape of this triviality is offered by the
thermodynamical limit. For infinite systems there might be several non-equivalent representations. Each of them
provides analytical dependence of the expectation values on the control parameters but the physical system belongs
to the representation which maximizes the entropy. Phase transition occurs when the system changes representation.
The representations correspond to the equilibrium basins of the classical description and the entropy maximization
mechanism stands for the valley.

A compromise between the simple phenomenology of thermodynamics and the heavy mathematical formalism
of infinite systems is offered by the renormalization group where the singular features of the phase transitions are
established by simple but convincing arguments for large, finite systems as the thermodynamical limit is sought.

The common element of the quantum and classical origin of phase transitions is the inherent ambiguity in the
determination of the domain of certain integrals, the path integrals for quantum physics and the partition function
in the classical case. The expected relations, such as the equation of motions equation of state, etc., can be derived
from these integrals as long as the integration is carried out on a topological trivial, connected domain. But whenever
the accessible phase space becomes the union of disconnected pieces further information is needed to reconstruct the
desired physics. Phase transitions can be observed at this point.

A phase transition, the singular dependence of the partition function on the parameters may have two qualitatively
different origins. The thermodynamical phase transitions stand for the singularities of the partition function in the
thermodynamical variables. The partition function depends on the microscopic parameters of the dynamics, too.
The average over quantum fluctuations may generate singular dependence on these parameters independently of the
thermal environment. These are the quantum phase transition.
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FIG. 8: A typical phase diagram.

A. Thermodynamics

What is singular at the phase transition? Our influence of the material is a local effect, as any other interactions.
A small modification of our control parameters induces qualitatively different responses at the two sides of the phase
boundary. How does this appear in thermodynamical quantities? Recall that the Euler relation,

E=TS8—pV+> \F (176)

J

where (\;, Fj) stands for a pair of intensive and extensive pairs of variables, results from the extensive properties of
the variables I/, S and Fj alone and is valid in any phase. It is the first law of thermodynamics,

dE = TdS — pdV + Y \;dF} (177)
J

which expresses the response of the system for small changes of the extensive parameters and contains the equation of
state which may change at the phase boundary. Another appearance of the phase difference is in the Gibbs-Duheim
relation,

SdT' = Vdp — d\; F} 178
3
J

which is the difference of the first law and an infinitesimal change of the Euler relation,

dE = dT'S +TdS — dpV — pdV + >~ d\;F; + > \;dF;. (179)

J J

Each phase is characterized its own equation of state or Gibbs-Duheim relation. A system with n conserved
quantities beyond energy has n+ 2 thermodynamical parameters, say the temperature, the pressure and one extensive
or intensive parameter per conservation law. The system with p coexisting phases must satisfy p constraints, the
Gibbs-Duheim relation for each phase and has 2 + n — p free parameters. This is Gibb’s phase rule, stating for
example that a simple system without conserved quantity other than the energy and the particle number the possible
phase boundaries form one-dimensional lines. Such a typical phase diagram is shown on Fig. 8.

Let us denote the n + 2 pairs of thermodynamical variables by (X;,Y;), 7 = 1,...,n 4+ 2 and suppose that the
interaction channels of our system with its environment allows the exchange of quantities A; € {X;,Y;}. Then the
other partner of the pairs, B; € {X;,Y;}, where {4;, B;} = {X;,Y;} are the natural variables of the thermodynamical
potential of this problem. For a simple gas with no conserved quantity other than the energy and the total particle
number the usually the energy and the volume exchange is possible leaving us the Gibbs potential p = u(T), p), the
function of the temperature and pressure to describe the phase structure.

The internal points of a phase represent stable systems. According to the maximal entropy principle the natural
variables of the entropy, the extensive thermodynamical variables, are chosen in an equilibrium by maximization. This
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amounts to the minimization of the total energy as the function of the extensive variables. The thermodynamical
potential ®(B) corresponding to the given interaction channels is obtained from the entropy by Legendre transfor-
mation and its variables are determined in each phase by minimizing or maximizing the thermodynamical potential.
Therefore, the second partial derivative matrix of the thermodynamical potential Sj;(B) = 9?°®/9B;0Bj, is positive
or negative definite and the thermodynamical potential itself is a convex or concave function for stable systems.

At the phase boundary the second derivative matrix acquires a zero eigenvalue but the first derivatives 0®/0B;,
the response of the system for a slight change of the control parameters may differ in the neighboring phases. A
phase transition is called discontinuous or first order if the some of these first derivatives differ on the two sides. The
discontinuity of the first derivatives, eg. the latent heat A(OFg(T,p)/dT, indicates first order phase transitions. In
the continuous phase transitions the higher order derivatives differ only. Note that the thermodynamical potential
itself, ®(B), is always continuous.

What determines the shape of the phase boundaries? The simplest is to answer this question in the case when
the phase boundary is a one dimensional curve what we shall take in the (p,T') plane for the sake of simplicity. The
corresponding thermodynamical potential is chosen to be the Gibbs free energy which of our simple one component
system is G = Npu(p,T) and the phase transition line is the solution of the equation

i (p, T) = p2(p, T). (180)

We seek the slope of the phase boundary and for this end we calculate the derivative of this equation along the phase
boundary using the temperature as a parameter of the boundary curve,

O O dp _ Opz Oz dp

oT \p OPrdl 0T |p OP|rdT’ (181)
This equation gives the Clausius-Clapeyron equation,
dp %%\p B %%\P
dr %%w o %%\T
_ si=s2_1Ah (182)

V1 — V2 TAU7

the slope of the transition line in terms of the specific latent heat h and the change of the specific volume Av = v —v;
where the relations
6u1 - S o a,ul

1%
e f— = — = 1
oT p N % OPTt N v (183)

and

TAS
Ah = —— 184
= (184)
have been used in the last equation.
The more detailed analysis of the continuous and discontinuous phase transitions will be embarked later, in the
framework of the mean-field approximation.

B. Spontaneous symmetry breaking and order parameter

Phase transitions are characterized by a finite or singular response of the system to some infinitesimal, external
perturbations and the phase boundary separates regions where the thermodynamical potentials are analytic functions.
In some of cases the symmetry properties of the system differ on the two sides of a phase transition. An example is
ferromagnetism which can be identified as a finite response of magnetization, (M) # 0, to an infinitesimally weak
external magnetic field, h, below the Curie point. The Hamiltonian of the ferromagnet is symmetric with respect
to spatial rotations and this symmetry prevents the appearance of non-vanishing magnetization because the latter
chooses a preferred direction. This kind of symmetry breaking is to be contrasted with the explicite breaking of the
symmetry by an external magnetic field which generates magnetization, as well. The difference between the two kinds
of magnetisation can be revealed by introducing an external magnetic field and letting its strength to vanish gradually.
The magnetization vanishes with the external magnetic field the rotational symmetry is normally recovered in the
absence of external field above the Curie point. The magnetisation survives the removal of the external magnetic
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(a) (b)

FIG. 9: (a): A flexible ruler is shown in its normal state as a horizontal straight line line. (b): A certain force F' is applied to
push the rule along its direction while its other end is fixed.

N
N

(a) (b)

FIG. 10: The internal energy of the ruler (a): in relaxed and (b): streched state.

field in the ferromagnetic phase. The system is extremely sensitive for the presence of any external breakdown of
the rotational symmetry in this phase because an infinitesimal amount of symmetry breaking leaves behind a finite
average of a vector.

Let us suppose that the Hamiltonian remains invariant under certain symmetry group. Do all observables reflect
this symmetry? It is easy to see what happens in classical mechanics, the planetary orbits around the Sun are not
necessarily circular though the Newtonian gravitational field is spherically symmetric. In a similar manner, the eigen-
states of the electrons in the Hydrogen atom are not spherically symmetric for non-vanishing angular momentum. But
what happens in the "most important” state, in the ground state? When it reflects all symmetries of the Hamiltonian
then the symmetries are somehow more completely preserved. Spontaneous symmetry breaking is the pheonomenon
when the ground state dsiplays a smaller symmetry group than the Hamiltonian. At finite temperature the expecta-
tion values of the ground state are replaced by thermal averages. The rotational symmetry is therefore broken in a
spontaneous manner by the thermal fluctuations in a ferromagnet below the Curie point. As soon as an infinitesimal
amount of fluctuations induces a preferred spatial direction the singular sensitivity of the system, witnessed by the
sensitive response to an external field, generates spontaneously a preferred direction develops magnetization along it.

It is usually easy to find a simple diagnostic device for spontaneous symmetry breaking. In fact, it is enough to
consider a local quantity, call order parameter, whose non-vanishing values transform in a non-trivial manner under
the would be broken symmetry. This is the magnetization in the case of ferromagnetism. The order parameter
must have vanishing average in the symmetric phase. The non-vanishing average of the order parameter signals the
spontaneous breakdown of the symmetry in question.

A simple demonstration of symmetry breaking can be given by a flexible, plastic ruler. Let us consider a straight
ruler as shown in Fig. 9(a). Its dynamics is supposed to be invariant under the reflection z — —z, hence its internal
energy, U(z) is a symmetric function with minimum at z = 0 as shown in Fig. 10(a). When a force is applied and
the ruler is gently pushed as shown in Fig. 9(b) then the ruler bends. The corresponding energy, shown in Fig. 10(b)
has two symmetrical minima at non-vanishing z. How is the minimum of the internal energy is chosen among the two
symmetrical position +2z¢? Let us apply the force very carefully, by keeping the ruler at the symmetrical but by now
unstable position, z = 0. As the force increases the microscopic fluctuations may destabilize this minimum easier.
The fluctuation are symmetric, as well but in average only. When a fluctuation happens to be large enough then it
pushes the ruler into the valleys, corresponding to its sign. Therefore the choice of the sign of the stable minimum
position, +zy is made spontaneously, by random, microscopic fluctuations. The condition of spontaneous symmetry
breaking is having symmetrical but non-degenerate minima in the internal energy.

The simplest way to identify a spontaneous symmetry breaking is based on static observations in equilibrium. One
usually starts with the static case in equilibrium where the breakdown of the symmetry induced by an explicitly non-
symmetrical term with a coefficient g by hand in the Hamiltonian, H — Hgyp, + gHasym. The dynamics is obviously
not symmetrical for g # 0. If the symmetry is recovered in the limit g — 0 then the original system, described by
g = 0 is manifestly symmetrical. When the symmetry is not recovered as g — 0 then the original system breaks the
symmetry spontaneously. This strategy always leads to manifest symmetry when realized in a finite system because
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such dynamical systems do not support phase transitions. Therefore, we have to carry out the thermodynamical
limit, V' — oo, too. But the two limits, the restoration of the formal symmetry g — 0 and the infinitely large system
V' — oo do not commute. In fact, limy _, lim,,o produces a symmetric system. To give a chance the dynamics to
signal the eventual dynamically driven breakdown of the symmetry we have to perform the thermodynamical limit
first and search for possible phase transitions. When the point g = 0 falls on a phase boundary then the symmetry is
spontaneously broken.

There is another, dynamical way of finding spontaneous symmetry breaking which offers a more detailed picture.
Such a signature of symmetry breaking is the slowing down of a collective mode in the thermodynamical limit. The
averaging over the phase space of this mode restores the symmetry but the slowing down renders the approximation
where this mode is fixed acceptable for any measurement carried out in a finite length of time. Such a subtle dynamical
process is coded in the equilibrium ensemble description as a violation of ergodicity. Ergodicity is introduced in
Statistical Physics as an assumption which identifies the long time and ensemble averages. Symmetry breaking means
the under certain conditions the order parameter which is bounded to be canceled by the summation in the partition
function becomes non-vanishing. This corresponds to a restriction of the domain of integration or summation in
the partition function. For instance, in the case of ferromagnetism the summation over order local magnetization
configurations M (x) is restricted into the functional space

/ BanM(z) > 0 (185)

where n is arbitrarily chosen unit vector.

There is an important feature of system where a continuous symmetry is broken spontaneously by a non-vanishing
expectation value for a local order parameter ¢(x) which is supposed to be a local parameter of the symmetry
transformation in question, called Goldstone mode. Consider a gas of molecules with trajectories &€(¢, xo) where xg is
the position of the molecule at ¢ = 0. A possible order parameter, monitoring translation invariance in direction n is
o(t,x) = n&(t,x). In general, the local order parameter of a continuous symmetry group is the value of a symmetry
transformation, translations in this case, performed locally. The important point is that for the homogeneous, -
independent transformations belong to symmetry and preserve the energy of the system.

Let us now find the energy of infinitesimal fluctuations of the parameter. Due to translation invariance the normal
modes are the Fourier transform of ¢(x), ¢(k), k being the wave vector and the energy of the Goldstone modes is a
regular function, E(k) which should respect the space-time symmetries of the system. We know that homogeneous
fluctuations with k = 0 cost no energy, E(0) = 0, hence

E(k) = c2k* + O (k) (186)

due to rotational invariance. Thus the excitation spectrum of the Goldstone modes starts without gap, infinitesimal
energy is enough to excite a large number of modes. According Special Relativity the energy of a particle of momentum
pis E = ¢y/(mc)? + p?. Therefore the energy spectrum without gap must be

E(k) = c|k| + O (k?), (187)

because p and k should be proportional due to rotational invariance and we can associate the Goldstone modes
with particles. This is a simplified and special case of Goldstone theorem stating that there is a massless particle
mode for each spontaneous broken continuous symmetry. Phonons are gapless due the spontaneous breakdown of the
continuous translation symmetry by the crystal. One can show that photons are Goldstone particles, as well, they
signal the spontanous breakdown of a four-dimensional subgroup of the gauge symmetry of electrodynamics.

C. Singularities of the partition function

Let us consider a system of hard sphere particles interacting with an attractive, finite range potential and denote
its canonical partition function by Zn (V). The number of particles is clearly bounded by N < M = V/Vj where 1
is the volume of a particle. We may introduce the grand canonical partition function,

Z(z,V) =Y ZNZnW). (188)
N=1

The first theorem proven by Lee and Yang for the hard sphere model is that the partition function converges in the
thermodynamical limit for each value of the fugacity z,

lim %hl Z(z,V)=F(z) (189)

V=00
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FIG. 11: A region R on the complex fugacity plane where the partition function is analytic. The dots indicate the zeros of the
partition function.

to a non-decreasing function. Furthermore, this limit is independent of the shape of the volume as long as its surface
is not increasing faster than V2/3.

This first theorem assures the existence of the thermodynamical potential, F', for the infinite system and leaves
open the issue of phase transitions. In fact, let us follow carefully how the situation changes as the thermodynamic
limit is reached. For a fixed, finite volume the parametric form of the equation of state is

D 1 1 0

—=—=InZ(z,V), n=—z—InZ(zV). 190

L= Smz(v) e (V) (190)
Being a finite system, the partition function is an analytic function of its parameters, the volume in our case and no
phase transition can occur. For the infinite system we have

. 1 . 1 90
T :Vlgnoovan(z,V), n:vlgnoo Vzaan(z,V). (191)
If the analytic property of the right hand sides is preserved in the limit then no phase transition can occur. What is
the mathematical condition to preserve the analyticity during a limit which exists point by point? The uniform limit
of analytical function is analytic and the derivative converge as well if the convergence is uniform. The difference
between point-wise and uniform convergence is that the size of the interval in which the value of the function must be
found for large enough volume for the convergence is dependent or independent of the point at which the convergence
is tested, respectively. For example, the function f,(x) = a™ converges point-wise in the interval 0 < 2 < 1 but
not uniformly as n — oo. Therefore, as long as the thermodynamic limit is uniform then both the pressure and the
density remain analytic function and phase transition is excluded.

The second Lee-Yang theorem states that the partition function converges uniformly in any region of the complex
fugacity plane which contains no zeros of the partition function. Note that the partition function is strictly positive
for physically acceptable, ie. real and positive values of the fugacity thus the zeros can not be found on this semi-axis.
Consider now a region including a part of the positive fugacity axis, as shown in Fig. 11. The phase transitions are
excluded in the region R according to the second theorem. But in the case shown on Fig. 12 the zeros approaching
zop cut the positive semi-axis of the fugacity into two parts and there are two different analytic functions, one in R
and the other one in Rs.

Another result interesting result of Lee and Yang concerns the lattice gas model where particles can be found on
an infinite spatial lattice and their interaction potential is the sum of pair potentials. For each pair the potential is
infinite if the two particles are on the same site and negative otherwise. The zeros of the grand canonical partition
function lie on the unit sphere of the complex fugacity plane,

[, (z = (")
[, (e )

Let us introduce the distribution function of the zeros, p(6), by

7 =

(192)

7160 = [ donto)s16) (193)
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FIG. 12: The partition function realizes two different analytic functions in regions R1 and Rz which are joined continuously at
z = Z20.

The physical partition function is real, therefore p(—6) = p(). and write the logarithm of the partition function as

bo_ / dfp(0) In(z — e ) (z — €')
T 0
= / dfp(0) In(1 — 2z cos O + 2%) (194)
0
and
T z —cosf
=2 dbp(0) ————
" Z/O 4 )1—2,20059—1—2:2
z —cosd

- 22/0 d0p(9) (1—2)2+2(1—2cos6)’ (195)

The only singularity can occur at z = 1 and there is no phase transition when p(0) = 0.

IV. SPIN MODELS ON LATTICE

We have contradictory goals in physics. On the one hand, we want to understand the basic rules of physical
phenomena and this is possible if we can identify few simple enough basic laws. On the other hand, the bewildering
complexity of the world around us oblige us to use the simple laws in more and more complex situations and to
describe complexity in terms of simple concepts. A pragmatic compromise, developed in the last decades, is the
strategy of effective theories. We give up, at the time being, the hunt for the ultimate laws in physics and look for
limited theories only, which are supposed to be valid in a given range of (length, time or mass) scale. The degrees of
freedom are certainly not elementary but neither very rough, their structure reflects our need, the scale regime where
we intend to use them. The central assumption in this enterprise is the hope that once the appropriate (effective)
degrees of freedom are found then the dynamics should have ”islands” of simplicity, there ought to have family of
phenomena governed by universal and simple rules.

A. Effective theories

Let us take a piece of ferromagnet as an example. It consists of a large number of atoms and electrons coupled
into a solid. At a very fine resolution we may see the nuclei within the atoms and its more microscopic constituents
and the dynamics is based on the Standard Model of High Energy Physics. But from at the energy scale which
characterizes solid state physics these degrees of freedom can be considered frozen. What is excited at the scales of
solid state physics are mainly the ions, few outer electrons of the atoms and phonons. The effective theory of the
solid can be based on certain local excitations of the ion core, on the electrons in conducting band and phonons, say
as far as magnetism is concerned. These degrees of freedom are ”dressed” by the more elementary interactions and
their dynamics can be quite complicated. The transition of the ions among different conformations or the polarization
due to an electron can be rather complex issues. But there are important phenomena, mainly second order phase
transitions, which show a remarkable simplicity and universality in these complex systems. These offer the hope
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of finding simple enough rules for well chosen degrees of freedom and a wide range of phenomena, an assumption
which has already been tested in a detailed manner by the renormalization group method. We shall follow now a the
construction of a simple effective theory in the context of ferromagnetism.

The excitations of a solid can be elementary, such as the motion of a single particle or collective where a large number
of particles contribute to the excitation in a coherent manner. Naturally these are the end points of a spectrum of
possibilities, even the elementary excitations have some collective components due to the polarization effects. The
low energy collective excitations of a crystal which determine the long range correlations and the phase structure of
the system can be approximated by keeping the particles fixed at lattice sites and retaining the short range, mainly
exchange interactions between the particles only. One can construct quantum or classical spin models on the lattice
in this manner.

B. Spin models

The first and simplest spin model was constructed by Ising for the ferromagnetic transition. One assumes spin 1/2
particles sitting on cubic lattice and approximates the total energy by the sum of exchange interactions for nearest
neighbors. The classical energy in the presence if an external magnetic field coupled to the spins is

BH = — Z Ji j8is; — Z his; (196)
(4,9) i

where s; = 1 is called the spin variable at the lattice site i. The Helmholtz free-energy, A(T) is given by the partition
function

e P =" P (197)
{si}

What is clear without any calculation is that the positive or negative values of J encourage parallel or anti-parallel
ordering of the spins.

In a realistic solid with some disorder these parameters are inhomogeneous in an unknown and uncontrollable
manner and the calculation of the free-energy is specially difficult. But it is a natural simplification to ignore the
inhomogeneities and the interaction among far separated spins which amounts to the use of the Hamiltonian

BH =—-J Z §i85 — thl (198)
(i,5) @
where the summation in the first term is over the nearest neighbor sites.

It is instructive to consider few different physical realization of the Ising model. The simplest is the lattice gas
model where hard sphere particles can occupy the lattice sites. Their hard core allows at most one particle per site
and their short range interactions is characterized by the homogeneous parameter J. The grand canonical partition
function is

Z =y el Ty, B
{si}
— const - Z eT i) sisj+IGE T, s (199)
{si}

in dimension d. Another realization is the binary alloy where the elementary cell has two different low energy state
and the two values of s; labels these two states at the site ¢. Finally, the most natural application is for the description
of the magnetic properties of local spin-1/2 spin variables distributed on the lattice. In this case the coefficients .J
and h represent the energy scale of the exchange interaction and the local magnetization, respectively.

The simplest generalization of the Ising model from spin 1/2 to vector spin S variables is based on the Hamiltonian

BH=—J> &8 —hy & (200)
(i.) i

where the vectors are of dimension 25 + 1 and § is of unit length, 52 = 1. The partition function is

Z = H/d25+1sj6(§? —1)e PH, (201)
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The case of S = 1 is called Heisenberg model and is used to describe the magnetic properties of spin one magnetic
moments. The vector spin model which is formally S = 1/2 is called X — Y model and the parametrization § =
(cosf,sin @) its partition function is

7 — (H/d9k> e']z<id> cos(0;—0;)+h 3, cos 01-. (202)
k

This model is particularly useful to describe superfluids or Bose condensates.
Another class of generalization of the Ising model is the family of Potts models. The g-state Potts model has basic
variable s; which can take ¢ different values, say s; € {1,..., ¢} and the Hamiltonian is

BH =—J3 b, (203)
(i)

Finally one should mention the quantum spin models, too. They have a quantum spin variable, [s;, si| = i€jrese
attached at each lattice site and the Hamiltonian is

H -
T:szgigjfhzsg. (204)
(i.d) i

The partition function is
Z = Tre PH, (205)

The Hamiltonian preserves the spin S of the state at each site therefore on can talk about spin S quantum spin models
where the site has state with a given spin. Notice that for high spin, S — oo the expectation value of the right hand
side of the canonical commutator is O (S) and is negligible to compared to the product of two spin variable which
yields O (S 2) numbers. Thus the spin dynamics becomes classical and the classical vector spin models are applicable.

C. Ising model in one dimension

It is easy to calculate the partition function for the one dimensional Ising model, where the spins are placed at the

sites ¢ € {1,..., N} with periodic boundary conditions, syt+1 = $1,
7 = Z erf’zlsiﬂsﬁhzlesi
{si}
— Z e ity sivrsits L, (sip1tsi) (206)
{si}

The spin variables at the end points have h/2 as external magnetic field, a modification of the original Ising partition
function which can be neglected in the thermodynamic limit. We introduce the transfer matrix 7', a 2 x 2 matrix

(s|T|s") = 755 +3(s+s)) (207)
that is
T= (eeJ_+Jh :J—Jh) : (208)
It allows us to write the partition function as
Z=tr TV, (209)

The power of the transfer matrix formalism is the easy calculation of the trace in the basis where it is diagonal. Its
eigenvectors, A+ satisfy the characteristic equation

J+h _ —J
det (6 - A € ) _ (€J+h _ )\)(eJ—h _ )\) — e 2/

= A2 (e ety e 2
= 0, (210)
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FIG. 13: Magnetization of the one dimensional Ising model for T7 < T5.

therefore,

Ar = e’(coshh =+ Vicosh? h — 1+ e~47)
= ¢’(coshh + \/W), (211)
and we have
Z = MY+
(FlH) AT (212)

Q

in the thermodynamical limit because Ay > A_. The Helmholtz free energy

. BA . InZ - - 12 Y
ngnoo N 771\]1211Oo N =—InAy = —J —In(coshh + Vsinh” h + e=47) (213)

gives the magnetization per spin

1 98A
M= -—"=
N 0Oh
: cosh hsinh h
sinh i + v/sinh? h4-e—4J

cosh h + v/sinh? h + e—4J

inh h
_ sin (214)

Vsinh? h 4+ e—47 ,

shown qualitatively in Fig. 13. Note the absence if singularity or phase transition.

The phase transition, the appearance of spontaneous magnetization would show up as a singularity at A = 0 where
the magnetization curve would acquire infinitely large slope. In other word, we would have My = lim;,_,o+ M (h) =
—limy,_,o- M(h) # 0 in the absence of external magnetic field h. The formal symmetry of the Hamiltonian, corre-
sponding to the change of sign of the magnetic field, s; — —s; and h — —h would be broken in this case.

It is easy to understand the absence of spontaneous magnetization or spontaneous symmetry breaking in the one
dimensional Ising model. Let us imagine a spin configuration, {s;} of the model. We shall call the regions with the
same spin orientation domains. The two neighboring domains are separated by a pair of spins with opposite directions.
If we fix one spin in the lattice the remaining spins can be reconstructed if we know the location of the domain walls.
Thus we can imagine the summation over the spin configuration as a summatino over the location of domain walls.
The energy of a domain wall is 2e = 2J/8 and its entropy is kg In(N — 1). Thus its free energy,

Agw = E — TS = 2¢ — kgTIn(N — 1), (215)

calulated by ignoring the presence of other domain walls, tends to —oo in the thermodynamical limit. Hence the
domain walls dominate the system for non-vanishing temperature and prevent the emergence of an ordered phase.
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D. High temperature expansion for the Ising model

It is easy to establish a high temperature expansion in arbitrary dimensions. Let us start by calculating the partition
function

7 = ZeJEu,n 5i8) (216)
{s}

for small J by expanding the exponential functions,
n

ZZ%% > sisi |- (217)

n=1 (4,4)

Due to the identity > s?k*t1 = 0 the non-vanishing O (JZ) contributions come from ¢ pairs of spins placed on
even number par site on closed loops. The O (J 2) leading order comes from (s;s;)?, a term belonging to a link on the
lattice. The site ¢ can be chosen anywhere on the lattice therefore the number of such contributions is O (N). The
O (J*) contributions contain O (N) and O (N?) terms. The latter comes two links, both contributing by a factor
(sis7)%. They can be chosen independently of each other except when the two links touch each other or are separated
by one lattice spacing only,

z =2V 1+J2dN+J44!(dN)2 140 (~ +0(J%
B 2! 41 22 N
_ Nn243d7*+0(4)+0(J*)] (218)
in d-dimensions. The linked cluster theorem assures that the logarithm of the partition function remains extensive

and all contributions proportional to the higher powers of the volume cancels.
One can calculate in this scheme more illuminating averages, for example the correlation function

PO e? X g,
D s} e L) 5i%

(828y) = (219)

This function displays the way a pair of spins becomes less correlated when their separation is increased. In fact,
sz8y = 1 for completely correlated spins, s, = s,, and one expects (szsy) ~ 1 for  ~ y. For two, statistically
independent spin we have (s;s,) = 0. Clusterisation requires the asymptotics

(s25y) = (s0)(sy) = (5)° (220)

as |z — y| — oo.

The expansion of the numerator involves spins placed along a line connecting the points x and y and on closed loops.
These latter contributions produce a multiplicative factor which cancels against the denominator. (The overlapping
open and closed line cases can be ignored in the thermodynamical limit.) We find

(sesy) = 2(20)*7 (1 + O (J?)). (221)

This result, together with clusterisation (220) implies (s) = 0, the absence of ordered phase. The free energy and
the correlation functions are analytic in the temperature when the high temperature expansion is truncated at any
finite order because they involve loops with bounded perimeter which test correlations up to finite distances only.
One can show that the high temperature expansion has a finite radius of convergence in J. This result proves that
the Ising model is in the disordered phase for sufficiently small J in any dimensions. We shown next that in two
dimensions where one can find exact results easier there is an ordered, ferromagnetic phase at sufficiently large J.

E. Ordered phase in the Ising model in two dimension dimensions

The phase transition is detected by the increased sensitivity of the magnetization on the boundary conditions. In
order to test this sensitivity we set the spin to + on the boundary. This boundary condition brakes the spin up-spin
down symmetry and the model has a symmetry broken phase if the average magnetization is non-vanishing in the
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FIG. 14: Domain walls in the two dimensional Ising model.

thermodynamic limit. To show that the magnetization is non-vanishing for sufficiently low temperature we give an
upper bound for the ratio of the average number of spin (N_) with value —1 over the total number of spin variables
N which is less that 1/2, implying (s) = (N — N_)/N = (N —2N_)/N =1—-2(N_)/N > 0.

Following the intuitiv picture of the one-dimensional Ising model where the domain walls were useful to clarify the
fate of the ferromagnetic phase we shall use domain structure here, as well, to identify the spin configurations. Let us
define the domain walls as rectangles traversing the middle of the bounds with opposite spins, as shown in Fig. 14.
Due to the periodic boundary conditions the domain walls are closed curves, their orientation is defined by having the
- spin at the left side. In case of ambiguities the domain wall line turns to left. The domain walls do not cross. Since
the spins are all +1 on the boundary the domain walls identify all spins within the lattice. Let us consider domains
with a given perimeter . There are finite number of such domains on our finite lattice, they will be distinguished
from each other by means of an index j =1,...,m(¢).

We establish now several inequalities, the last being a lower bound for (s).

1. The maximal area of a rectangular for a given length is realized by the square. Thus the area of the domain
(¢,7) is not bigger than ¢2/16.

2. An upper bound for m(¢), the number of self avoiding closed loops on the lattice with length ¢, can be found by
counting the number of paths of length ¢. There are N possibility to place the initial point of the path. Then
we have 4 possibility to choose its first link. Each further new link can be placed on three different manner at
the end of a path by avoiding to step back along the same path. Therefore the number of lines of length ¢ is
N -4 .31 yielding the inequality

m(f) < N -4-371 (222)
3. Let us introduce the characteristic function of the domain (¢, j),

1 the domain (¢, j) occurs in {s}

0 otherwise

on the spin configuration space. Since the spin is + on the boundary every - spin is in a domain, therefore N_
satisfies the inequality

m(£)
02 .
N_<> G > xqsy (L 5). (224)
=l

4. Let us find an upper bound for the average

_ Z'{s}e*ﬁH[{s}]
<X{s} (&J» = W (225)
where the prime indicates the that the sum is carried over the spin configuration where the domain (¢, j) occurs.
We introduce the spin configuration {s}, ;) which is obtained from {s} by flipping each spin inside the domain
(¢,7). If the domain occurs in {s} then it is absent in {s} ;). The energy increase due to a link at the domain
wall is 2J, thus we have

BH[{s}] = BH[{s} )] +2J¢ (226)
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for configuration continaing the domain (¢, j). An upper bound for (x4 (¢,7)) can be found by restricting the
sum in the denominator for the flipped version of configurations entering in the numerator,

S ey

. _ ,—2J¢
X3 (6,9)) < S e AT ¢ (227)

In fact, the partition function in the denominator is the sum of positive terms which becomes smaller when
some of the contributions are omitted.

5. The bound for the magnetization arises finally as

m(f)
(N=) 2 .
L < — ,
N S ; 16N ;mé}(m»
1 oo
< = 2920 —4J¢
<5 > (20)73%
(=2
z

) (1 - %z—i— %2) : (228)

with z = 9e~27 and it is less than 1/2 for sufficiently large large .J.

The high temperature expansion which has finite convergence radius predicts a phase which respects the symmetry
si = —s; and produces (s;) = 0 and (N_)/N = 1/2. The inequality obtained above proves that the magnetization
is non-vanishing for sufficiently low temperature, (s;) # 0, and the spin-flip symmetry is broken. A symmetry can
not break gradually and there must be a well defined critical temperature where it happens. The value of the critical
temperature is known exactly for d = 2 and can be determined by numerical simulations in higher dimensions.

V. CRITICAL PHENOMENA

The partition function always remains a continuous function of the thermodynamical variables and the microscopic
parameters if the dynamics but its derivatives develop singularities at phase transitions. A phase transition is of
first order or discontinuous when some first derivatives of the thermodynamic potential and certain thermal averages
develop a jump. In higher order, or continuous phase transition higher order derivative become singular. The
distinguishing feature of these phase transitions, called critical points, is that the system supports large amplitude
fluctuations with strong correlations at well separated points in space. The existence of correlations at large separation
indicates that the correlation length reaches arbitrarily large values in the vicinity of a critical point. The amplitude
of the long range fluctuations are large because the energy of a fluctuation mode with a given amplitude tends to
become smaller with its wave vector.

Let us consider a ferromagnet with Helmholtz free energy A(T, k), desribed by the Ising model,

e~ BA(T.h) _ Z e BHI[sIHRE, 52) (229)
{s}
First let us show that the amount of correlation in the energy is measured by the specific heat, ¢, defined by
0?G(T,0) 0G(T,0) 9?G(T,0)
Ve=T7 =2 ’ 2 . 230
c T =5 5 m (230)

The last term,
0%?In”Z 0107

05?2 0B Z 0p
d 2is) Hlsle~PHI
)] Z{s} e—BE[s]
Do) H?[s]e” PHIs] 25} H?[s|e”PHL] ’
T L et Ty P
= (H?) - (H)* = ((H - (H))?), (231)
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calulated at h = 0 gives the fluctuation of the energy and becomes singular at the critical point. Since the contribution
of a spin to the energy is bouded, large fluctuations imply correlations among a large number of spin.
The critical phenomena display the following surprising properties:

1. Critical exponents: It was found that the singularities, characterising critical phenomas are of power singu-
larity. Let us consider the apporach of the critical point, eg. the Curie temperature in terms of the dimensionless
reduced temperature, t = (T' — T..)/T.. The divergence which develops at the critical point is usually a power
singularity of the reduced temperature. The power of the singularity, called critical exponent, characterizes the
phase transition. Few critical exponents, identified experimentally already in the early stage of developments in
critical phenomena are coming from the diverging heat capacity,

e t|7Y, (232)
the singularity of the order parameter,
0G(T,0)
M=-—""""x]t]’, (t<0 233
L s, (t<0), (233)
and the diverging susceptibility,
1 0M
=——=[t|77, t <0). 234
x=g e~ (< 0) (234)

Other singularities can be observed, too, such as the equation of state just at the critical point,
M = sign(h)|h|"/?, (t=0). (235)

The approximation in these equations consists of ignoring less singular functions, such as polynomials or power
singularities with lower powers.

2. Universality: The critical exponents are universal, ie. are independent of most of the microscopic details
of the system. The universality class, systems with identical critical exponents are characterised by some
generat features, like the space dimensions, the number of order parameters, the symmetry becoming broken
spontaneously.

3. Hyperscaling relations: The critical exponents satisfy certain simple relations.

A. Correlation length

Some of these remarkable features, namely the scaling relations can be understood in simple terms. Let us start
with the definition of the correlation length by considering the correlation function,

Clx —y) = (2(2)2(y)) — (2(z))(®(y)) (236)

of a local order parameter ®(x) in a homogeneous system. The disconnected part, the second term is subtracted
and the clusterization property of a stable phase imposes the limit limz_y|oc C(x —y) = 0. It is advantageous to
consider the Fourier transform of the correlation function,

k) = / Pre= e 0(z), (237)
which is a regular function at k = 0 for non-critical system. Rotational and spatial inversion symmetry yield the form
C(k) = a+bk*+ O (k*). (238)

We have to improve this form in the vicinity of a critical point. The reason is that the susceptibility
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of a homogeneous system,

(/ d3z<1><a:>)2> (¢ d%@(m»)zl

Pd®y((D () B(y)) — <<1><w>><<1><y>>>]

1

v

1

3l

L[ [ dt o vow) - @ y>><<1><w>>>}
= /dgyC(y)

C

(0), (240)

is diverging in that region. Such kinds of singularities originate from the thermodynamical rather than k which is our
diagnostic parameter only. Thus we use the Ornstein-Zernike form,
~ 1
C(k) =
(k) r+ zk?+ O (k%)

(241)

which has the advantage that it diverges at k = 0 when r» — 0. This form will be supported by the Landau-Ginzburg
effective theory for the critical point, introduced below. The Fourier transform is supposed to reach its peak at
vanishing wave vector in a monotonous manner, hence sign(r) = sign(a). The susceptibility, the second moment of
a probability distribution function is always non-negative therefore we have r,a > 0. The correlation function of the

Ornstein-Zernike form is
dSk eikw
C = —_—
(@) / (27r)3 r+ zk?

) zk\ac| cos 6
= dkk 0)
27r / / (cos T+ zk?

zk\ac| zk|w\
(2m)2 z|a:|/ T+zk2

- (2m)? ZZliBl/ (k +i&~ )( — g’

where £ = /z/r. The integral can be calculated by means of the residuum theorem when the contour of integration
is closed along the half sphere of the upper half plane, yielding

(242)

_ 1=l

e €

C(z) = (243)
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The correlation length £ is the parameter of dimension of length which must appear in the correlation function C(x)
due to dimensional reason, to remove the length dimension of . The correlations tend to decrease with separation
and the correlation length characterizes the distance where they become negligible.

B. Scaling laws

As emphasised before, the specific feature of critical phenomena is the divergence of the correlation length diverges
as the critical point is approached. This is a power divergence, as well,

=i, (244)

with critical exponent v. In other words, one finds long range correlations among degrees of freedom in the vicinity
of a critical point. The diverging correlation length can even be considered as the definition of critical phenomena or
second order phase transitions.

The system may have a number of characteristic lengths, such as lattice spacing, size of molecules, etc. beside
the correlation length. What is special in critical points is that the correlation length becomes the largest length
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scale of the system. The dynamics of the order parameter is not important at distances much shorter or longer than
the correlation length. In fact, the order parameter can approximately be considered to be completely correlated or
uncorrelated at these distances, respectively. It seems therefore reasonable to assume that the other length scales,
being too small, decouple from the dynamics of the order parameter around the critical point. In other words, the
only length scale characterizing the dynamics around the critical point is £&. This length scale is infinite exactly at
the critical point t, ie. disappears from the physical system. Thus one expects that critical systems display scale
invariance, the independence of the physical constants of the critical system from the choice of the unit length, as long
as the other, finite length scales can be ignored. This observation brings dimensional arguments into the discussion
of critical phenomena.

The dimensional analysis is based on the trivially sounding observation that every physical quantity has well defined
dimension. The number of independent dimensions is a convention, based on the numerical values of “physical
constants”. For instance, we might as well meusure time in length unit and set the speed of light to unity, ¢ = 1,
as usually done in special relativity. But whatever conventions one uses, a measuring process can produce quantities
with well defined dimensions only. Let us now consider a quantity A of length dimension [A], constructed by means
of the length scale ¢ = || and constants py,--- ,pn, A = A({,c1, -+ ,cn). There are two ways to describe the effect
of the rescaling cm — s - ¢m of the unit in which the length is expressed in A. One the one hand, the dimension
of A can be used to find the response A — s~ [4lA. On the other hand, the change of A can be found by rescaling
its dimensional constants, £ — s~¢, ¢; — s_[cf]cj, as well. The equivalence of these two responses amounts to the
equation

A(s™1e, sTledey, s_[c"]cn) = s_[A]A(E, ClyeesCn)s (245)

which can be used to eliminate one variable from A. In fact, by choosing s = ¢ one can eliminate one independent
variable,

Al ey, .. en) = A e ledey o rlenle ). (246)

The function on the right hand side not only has one less variable, one sees, as well, that the dimension of A is
provided by ¢ and the remaining dependence in ¢ comes throught the other parameters only.

Let us apply this argument to the correlation function (241) where the form z = 1 is achieved by the rescaling
® — /z® of the order parameter, [C]. The length dimension of the Fourier integral, —d, yields [C] = 2 — d in
d-dimensional space. Therefore we have

C(t,r) = s>~4C(s7 1, s%r). (247)

If one ignores r in the vicinity of the critical point where its numerical value is small then the unique solution,
C(x) ~ c|z|>~4, follows in a trivial manner. In the presence of r we set s = £ as mentione above and write

C(e,r) = 27201, %r). (248)

Do we really recover scale invariance as the critical point is approached? The power-like dependece, predicted by
the naive dimensional analysis in the apporximation » = 0 is an encouraging sign but the actual value of the power is
a simple length dimension which does not agree with the critical exponents observed. The almost critical correlation
function at large distances, shown for at large ¢ and small r by (247) follows mainly the naive scaling law, given by the
dimension of the correlation function, 2 — d. But for £ > 1/4/r the form (241) lead to a faster decrease as the distance
is further increased. One can incorporate this feature without renouncing the power-like structure by assuming that
the presence of the small dimensional constants in the correlation function amounts to a simple modification of the
exponent in the scaling law, the introduction of an anomalous dimension 7,

C(s™tx,r) = s472C(z,r) + C'(,7), (249)

where s4721C’(z, ) — in the limit s — 0, r = O (s?). The anomalous dimension, 7, defined in this manner for the
correlation function characterizes the critical point.

The approximation » = 0 in the vicinity of the critical point is based on the intuitive idea that effects, taking place
at highly different length scales, at r and x are not related to each other. The renormalization group, a procedure
to follow the scale dependence in physical laws, actually has identified the violation of this assumption and it is
called anomaly. It reflects the fact that the remaining length scales of the system do play some role in the dynamics
which does not diminish with the separation of the correlation length from the other scales, as the critical point is
approached. As an example one may mention the decay of a neutral m-meson into two photons is possible due to the
existence of a short distance scale under which no electromagnetic interactions take place. The actual value of this
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minial length scale is not known but its existence can safely be infered from the observed pion decay. One reaches at
this point a rather disquieting conclusion which may invalidate the very basic assumption of our scientific thinking,
namely a whole system can be more than the sum of its constituents.

But let us now return to critical phenomena where one can easily calculate the length dimensions needed for the
critical exponents § and v,

M 1 2—d—-n
7, -3
X, = [Cle=[Cle+d=2—7 (250)

As of the exponent « is concerned which is defined by taking derivatives with respect to the temperature one needs
more care because these derivations amplify the dependence of the correlation function on r. Hence one applies
the dimensional argument before taking the derivatives. The logarithm of the partition function is dimensionless,

[8G]¢ = 0 and [BG]; = —d.
[@} ) (251)
14

%

The scaling hypothesis consists of the following assumptions:

1. The only length scale of the near critical system is the correlation length. The other, much shorter length scale
decouple from the dynamics, leaving anomalous dimensions behind only.

2. The singularities at the critical point are generated by the diverging correlation length alone and physical
quantities, expressed in length units of the correlation length show no singularity anymore at the critical point.

The second point implies that the only anomalous dimension which enters in the scaling relations is that of the
correlation function.

The scaling hyptohesis assures that the expressions of the diverging quantities remain regular as the critical point
is approached if the length is expressed in units of the correlation length, A — A&~ According to the dimensional
argument presented above this leads to the relations

M~ "5 et
X & PR R R, (252)

due to & & [t|”. To find the expression for o we start with

% ~ et (253)
and write
e~ g—;% ~ |t 2 |t (254)
We arrive in this manner at scaling relations
a = 2—dv
B = %(d +2-n)
v = v(2-n) (255)

C. Scaling laws from the correlation function

It is instructive to make explicit the dependence of the correlation function C(x,h) on the temperature and the
external field by means of the scaling hypothesis. In the absence of external magnetic field one expects

C(x,0) ~ [a|*~ " fs <%0> (256)
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for t — 0% with a regular function f. When the external magnetic field is turned on it tends to align the local magnetic
moments within a distance within a distance fajign. It is clear that f,j;sn — 00 as the critical point is approached
therefore one expects an anomalous dimension & to lalign giving Calign — &% and an amplification factor |t|_d”(1+”)
to h in the correlation function,

Cla, h) = >~ (| [t]”, hlt] =), (257)

where A = dv(1 + k). We can now express the susceptibility first in the absence of magnetic field as

Q

[ dala 4 (o], 0)

= [0 [t P '), (258)

and find again v(2 — 1) = 7 because the integral in the last line is temperature independent.
In the presence of the magnetic field one has in a similar manner

[l g al i )
= [t fre(H]E™), (259)
whose integral with respect to h gives

M = const. +V/dhx(h)

= const.+V|t|_7/dhf1i(h|t|_A)
13 o (Bl 2) (260)

Q

We set first h = 0 and look for the temperature dependence,
M =~ [t|A~7 (261)

giving A = 8+ ~. A further integration yields

G(T,h) = const.—/th(h)

Q

5 / dh fo (h]t] )
~ [P s (Rl 2). (262)

Evaluating it at h = 0 we find G ~ |t|>*2~7 which in turn gives

92G(T, 0)
_ T2 ’ ~ A—y—2 _ 20+v—2 )
c=r2Z00 <y f (263)
and

a+28+v=2. (264)

We now look into the h-dependence. The order parameter is non-vanishing for i # 0 at any temperature, thus
eI e e U (265)
giving
fas(s) = 8712, (266)
and

M ~ [t)P (hlt|=2)P/5 = po/% (267)
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which amount to the relation § = A/ or v = 8(6 — 1) between the critical exponents.
Finally we mention the hyperscaling assumption, stating that the thermal energy stored in a region of size £ is in
the order of magnitude of kT in the absence of other length scale. This gives

V v
G~ kBTg—d ~ |t (268)
yielding
vd=2A—~y=2—q. (269)

The origin of the critical exponents and their universal feature, together with the relations satisfied by them can
systematically be clarified in the framework of the renormalization group.

D. Landau-Ginzburg double expansion

The strategy of constructing an effective theory is particularly promising for almost critical systems because a small
parameter helps to organize the dynamics in order of importance. The typical fluctuations take place at the order
of magnitude of the correlation length. Therefore, the fluctuations tend to stretch over long distances as the critical
point is approached. Our small parameter will be the wavelength of the fluctuations which can formally be identified
with the partial derivative with respect to space coordinates.

One may rely on another small parameter, the magnitude of the fluctuations. This is rather dangerous assumption
because of the scale invariant feature of critical systems. In fact, the order parameter has usually nontrivial dimensions
and the scale invariance, recovered at the critical point makes its distribution widely spread. Thus we assumed to be
close to but not exactly on the critical point and should be ready to give up this small parameter in a sufficiently
close vicinity of criticality.

We assume for the sake of simplicity we are given local, single component field ®(x) as order parameter for a
spontaneous symmetry breaking. The partition function of the system,

Z =Y et (270)
can be written as
7=% e 0E H/d@(m)é(@(:c) — (n|B(@)|n)). (271)
n xT
We exchange the order of summation and integration and write
Z = /D[@]e*ﬁ”‘ﬂ (272)
where the integral measure
D[®] = [ d@(=) (273)
has been introduced and the effective free energy F[®] of the order parameter is defined by

eI =N T 6(@(@) — (n|®()[n))e 5. (274)

The next step is the determination of the effective free energy. Instead of the frontal attack on the formula let
us follow a simpler phenomenological argument, based on (i) locality, (ii) existence of small parameters and (iii)
symmetry. All fundamental laws of physics are supposed to be local in space-time. The physical quantities may
involve derivatives with respect time and space but all functions are evaluated at the same space-time points in a
fundamental equation. What we are set to construct is not a fundamental theory but it is still reasonable to expect
that non-local effects would remain unimportant to understand the impact of a diverging correlation length. Therefore,
the free energy of the order parameter is assumed ot take the form of an integral of a local free energy density in
space. The structure of this density is determined by means of two small parameters in the vicinity of a critical point,
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FIG. 15: The local potential of the Landau-Ginzburg free energy functional with j = 0 for » > 0 and for r < 0.

the magnitude and the inverse wave length of the fluctuations. Let us onsider first the gradient expansion. The zeroth
order term is an arbitrary function of the local order parameter, U(®(x)). The first order term in the gradient must
be a vector which is excluded by rotational symmetry, to be assumed for the free energy. Hence the gradent appears
in the second order as (V®(x))?, being the only invariant under rotation, up to partial integration,

BF[®] = / P [%Z(@(m))(V(I)(w))Q L U@(@) + 0 (V). (275)

Note that invariance under spatial rotations limit the order of the gradient to even. We consider now the universality
class of the ferromagnetic transition whose simplest charaterization is that the symmetry ®(x) — —®(z) is broken
spontaneously. Thus this symmetry is kept intact on the level of the free energy and appears broken by the integration
over the order parameter configurations in the partition function only. Therefore, the relations U(®) = U(—®),
Z(®) = Z(—®) follow. We use finally the amplitude of the order parameter, ®, as small parameter to simplify the
functions in the free energy density,

U®) = jo+ %(I)Q + %@b‘* + éqﬁ +0 (2%

Z(®) = 1+0(9?) (276)

where the O (®) term represents an external symmetry breaking field, coupled linearly to the order parameter for
diagnostic purposes and O (@0) value of Z is set be the appropriate rescaling of the order parameter. Rather involved
arguments, based on the renormalization group show that the ignored terms are not influencing the universal properties
of critial points in three spatial dimensions.

E. Mean field solution

Since we are interested in an almost critical system where the correlation length is large and the fluctuation are
long range the most natural approximation is assuming the absence of any fluctuation, namely approximating the
integration over all field configuration ®(x) in the partition function by the contribution of the most important
single configuration ®y(x) which minimizes the free energy. Since the spatial inhomogeneities contribute to a positive
semidefinite term the minimum corresponds to homogeneous configuration, ®(x) = ¢ and Py minimizes the local
potential U(®) and SF[®¢] = VU (D).

We set first j = 0 and note that the local potential, shown in Fig. 15, is a symmetric function, U(®) = U(—®), and
has a single minimum at ®y, = 0 which is symmetric with respect to the discrete symmetry transformation. The most
important configuration displays the same symmetry as the free energy, therefore the symmetry is intact for » > 0.
Below the critical temperature, T' < T, and r < 0, the potential has two degenerate minima related by the symmetry
transformation ® — —®, indicating the spontaneous breakdown of the symmetry in this phase. A phase transition is
taking place at » = 0 because the order parameter,

0 r >0,
|<<1><:c>>|wo<1>o,j_o<r>{ ez . G=s=0) (217)

changes in a singular manner at » = 0. This behavior suggests the identification r = t = (T' — T¢.) /T, in the vicinity
of the phase transition in order to recover the typical behavior of the magnetization around the Curie temperature
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FIG. 16: The first figure displays the absolute magnitude of the order parameter as the function of r. The second one shows
qualitatively the magnetization around the Curie temperature. The dashed lines correspond to j < 0.

FIG. 17: The potential with 7 > 0 and r > 0. The dashed line indicates the symmetry breaking part, j®.

as shown in Fig. 16. We find the mean field value 8 = 1/2 for the critical exponent of the order parameter. The low
temperature phase is called ordered because the spontaneous symmetry breaking aligns the order parameter. This
transition seems to be of second order because the order parameter is continuous but non-differentiable at that point.
This expectation will be confirmed by the calculation of the correlation length for r ~ 0.

The condition j = 0 rendered the free energy explicitly symmetric with respect to inversion, ®(x) — —®(x) and
it was the spontaneous symmetry breaking mechanism which generated non-vanishing order parameter. What is the
phase structure on the parameter planes (r, j) when explicit symmetry breaking occurs, too? The symmetry is broken
explicitly by the external field which generates a stable, non-vanishing order parameter value for arbitrary values of
r or the temperature. We keep the identification r = ¢(T — T¢.)/T. for j # 0 and the potential is asymmetric and has
a stable minimum at ®g # ®¢ j—o(r) =0 for r > 0 and j # 0, cf. Fig. 17,

The situation is more complicated below the critical temperature. The order parameter is aligned by two different
symmetry breaking mechanisms, the spontaneous and the explicit one. The two possible values of the order parameter,
preferred by the spontaneous symmetry breaking are not equivalent with respect to the explicit symmetry breaking
mechanism. If the order parameter value chosen spontaneously agrees with the alignment preferred by the external
symmetry breaking field then the two symmetry breaking mechanisms work parallel and the order parameter settles
at a larger value in an absolute minimum of the potential as shown in Fig. 18 and indicated by the dashed lines in
Figs. 16. The order parameter of the absolute minimum as the function of the external symmetry breaking term,

% @ ® N S 0
i/ Ena

FIG. 18: The potential with 7 < 0 and r < 0.
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FIG. 19: The order parameter as the function of the strength of the explicit symmetry breaking

FIG. 20: The phase structure on the planes (r,j) and ((®),r). The ordered phase with spontaneous symmetry breaking is the
solid line j =0, r < 0.

shown in Fig. 19, displays a first order phase transition in function of j in the ordered phase, r < 0. The resulting
phase structure is depicted in Fig. 20. The transition is of second order in r for j = (®) = 0. We shall argue below
that it is of first order in j for fixed r < 0. The order parameter becomes a regular function of r and the second order
phase transition at r = 0 is washed away for j # 0. The equation

U'(®g) = 0 (278)

gives the mean field critical exponent § = 3 for r = j = 0.

The simplicity of Fig. 20 is deceptive, there are differences in the dynamics of the system which are not easy to
identify by following a homogeneous mean field order parameter only. Inhomogeneities should be considered when the
order parameter happens to be around the minimum of the symmetric potential which is not preferred by the external
field. Then the two symmetry breaking mechanisms compete and the order parameter reduces its magnitude. For
weak enough external field the local minimum is the convex part of the potential U(®), /—2r/g < |®o| < 1/—61/g.
This is indicated in the first graph of Figs. 18 and this region is denoted by N in Fig. 21. The order parameter is
now in a local minimum which is unstable with respect to fluctuations of finite, large enough amplitude.

As the strength of the explicit symmetry breaking is increases then the position of the local minimum reaches the
concave part of the potential, |®g| < /—27/g. This is shown in second graph of Figs. 18 and the corresponding
region is denoted by S in Fig. 21. Here the order parameter becomes unstable even with respect to infinitesimal
fluctuations.

We come to the point mentioned above, that the transition is of first order in j for fixed » < 0 in Fig. 20. The
difference between the weak and strong explicit symmetry breaking regimes, denoted by N and S in Fig. 21 can be
understood by considering qualitatively the kind of inhomogeneities which arise around the homogeneous mean field.
The competition between the two almost degenerate minima in the weak explicit symmetry breaking region N creates
domains with (®(x)) = £P¢ j=o(r). Let us apply the simple model for the domains where they have a free energy
density fo+ f1 with f; > 0 and the domain wall contributes to the free energy by a finite amount of free energy fs > 0
per unit surface, independently of the shape of the domain. Imagine that the whole system is driven adiabatically into
the unstable minimum of the free energy and a domain in a sphere of radius R with order parameter at the absolute
minimum of the free energy is created by a fluctuation. The free energy of this domain, embedded in the unstable
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FIG. 21: The phase structure on the plane ((®), ).

FIG. 22: The free energy of a stable, spherical domain embedded into the unstable order parameter state. R. is the critical
bubble size beyond which the bubble growths without limit.

order parameter state,
8T 3
F(R) = —?J‘HR +4n fs R, (279)

is depicted in Fig. 22. Thus the creation of small domains with the preferred alignment of the order parameter cost
free energy and are suppressed. The "wrongly” aligned system is stable against these inhomogeneous fluctuations.
But once a domain with sufficiently large volume is created, R > R. = 1/ fs/2f1 in the case of a spherical bubble,
the free energy is lowered because the gain in the bulk free energy is more important than the loss at the surface.
This is a nucleation phase where the system may be in the ”wrong” domain as long as the thermal fluctuations are
sufficiently weak and the system is kept away from large amplitude disturbances. The overheated or under-cold fluids
are to be found in this state.

As the external symmetry breaking is strengthened the free energy gain in the volume is increased in the ”right”
domains and the critical domain size is decreased until the thermal fluctuations smear out the domain walls and cancel
fs, what happens at |®o| = v/—2r/g in the mean field solution. We enter here the spinodal instability regime where
no domains with finite size are observed and the system is in a mixed state of two competing, homogeneous order
parameter states. This is the mixed phase of a first order phase transition, developed as the function of j.

How does this picture changes when a higher order, ¢% term is added to the free energy? Such term influences the
spontaneous symmetry breaking by developing tree minima for r < 0 as shown in Fig. 23. When the region g < 0 is
explored for 7 = 0 and r, s > 0, what is possible because the highest power of ® has positive coefficient, the symmetry
breaking minima shift the homogeneous mean field value of the order parameter in a discontinuous manner, as shown
in Fig. 24, and the second order phase transition at » = 0 of the potential s = 0 changes int a first order transition.

We return finally to the Ising model in d-dimensions which produces a second order phase transition at J = J,.
according to the numerical simulations. The analogous mean field solution, employed around the critical point, is
based on the introduction of a homogeneous magnetization . The dependence of the Hamiltonian on a given spin s
is approximated by replacing the neighboring spin variables by this average magnetization,

H{(s)
T

= —Jsz sj —hs = —2dJus — hs (280)
J
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FIG. 23: The symmetric potential free energy for r,s > 0 and g < 0.
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FIG. 24: The order parameter as the function of the coupling constant g for a sixth order potential.

and the partition function for our single active spin variable is

Z — eQdeL-‘rh + e—QdJM—h- (281)
The magnetization induced by this variable,
107
The self consistency condition.
= {s) (283)

can be solved graphically as shown in Fig. 25 for A = 0 and the resulting magnetization as the function of J is similar
to the second graph of Figs. 16 with 7. = 1/2d.

FIG. 25: The average spin as the function of free mean field magnetization .
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F. Fluctuations and the critical point

As the next, less trivial use of the phenomenological Landau-Ginzburg free energy for the order parameter we cal-
culate the correlation function. For this end we write the order parameter as the sum of a mean field and fluctuations,

O(x) = Dy + o(x). (284)
The leading order, O (¢2), approximation of the free energy for j =0 is
z r

5] = [ 2 [F(Vo@)? + 5 (@) (285)

where r = U”(®¢) and the constantU (®¢) has been ignored. This expression can be diagonalized by using the normal
modes of the fluctuations which are plane waves in the case of a homogeneous mean field,

o(k) = / d3ze”*® p(x) (286)

where the real order parameter requires é*(k) = qg(—k:) The free energy turns out to be

[\

3 ~ ~
BEON] = 3 [ e L k) ko)

S
3 ~
| Gloar

zk* + 1) (287)

N | —

in terms of the normal modes.
The correlation function,

Clx—y) = (2(z)2(y))) — (®(x))(2(y))
_ [ DI®e P Ha()bly) [ DBl H0(@) [ DBl Vb (y) 258)
B | D[®]e—FFI?] | D[®]e—FFI®] [ D[®]e—FFI2] 7
approximated by means of the quadratic free energy is written as
_BF®
Oy ~ LR @0 + 6(@))(%0 +6(0))
- [ D[®]e-BF[@]
_ I Digle ﬂFW (B0 + ¢(x)) | Dlgle """ (@ + (0))
| Dl BF<2> (@] fD ¢le=BFP[®]
J D[] efﬁF“)%(mw(m
= D@ 25
because the discrete symmetry F(2) [—¢] = F @) [¢] cancels the averages of odd powers of the fluctuations,
/ Digle= """ Wl (@) = 0. (200)

The functional integral will be calculated by the help of the normal mode amplitudes as integral variables. Since
qb*( ) = qﬁ( k) it is enough to consider half of the complex variables qb( k) in the integration. A possible choice is to
keep §R¢( ) and \sgb( Yor k., > 0. We do not commit ourself to any specific choice, instead we shall make integration
over all components keeping it mind that we visit each degree of freedom in this process.

/D —BF@ g

_ C/D[ -3/ (zﬂ)s k)|?(zk*+r)+ [ d*aU (o) (291)

)

where C' denotes the Jacobian corresponding to the change of integral variables ¢(x) — ¢(k) and the integral measure

= H/dq%(k). (292)
k
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The relation Ak = 27/L and the Gauss integral
o0 a 2
I(a) = / dwe 37" = | L. (293)

allows us to write

Z = CH/dé(k)e_ﬁ“;(kﬂz(zkzw)
A

_ 294
¢ l;Izk:Q—i-r (204)

with V' = L3 and the square root is to take into account the double counting of the degrees of freedom in integrating
over all Fourier modes of a real field.
Using I(a) as generating function we have

e a dl 1 [ a
/ dre 57 2% = —2 (a) = —/ dze 5" (295)

— 00 — 00

and we find

/ Dlgle T Blg)ply) = €3 elremiav]] / do(k)e 2 IPRIP R0 o) % (g)
q.q9’ k

ea(z—y)

2w
CV; zq®>+r l;Izk:QJrr

3q ela(z—y)
= [ Gy [ PR (296)

(2m)3 r + zq>

and the Ornstein-Zernike form of the correlation function is recovered. It supports the identification r = 0 as the
critical point and the critical exponents v = 1/2, 7 =0 and v = 1 are found.

The mean field solution together with the quadratic approximation for the fluctuation is reliable if the fluctuations
are weak. As the critical point is approached » — 0 and the "restoring force” acting on the fluctuations decreases.
Thus one expects that the approximation breaks down in a sufficiently small vicinity of the critical point. This is the
Ginzburg condition. When the space dimensionality is changed on expects stronger fluctuation at lower dimension
because the integral measure ¢! in the integration over the wave numbers in polar coordinates allows the singularity
1/¢* to be more dominant. Thus there should be critical dimension above which this approximation is applicable.
This critical dimension turns out to be d = 4. Despite these limitations the approximations followed above give a
good guideline to identify the interesting and problematic aspects of critical phenomena.

VI. BOSE SYSTEMS

The particle exchange statistics has a fundamental impact on the properties of a many-particle state. The Fermi-
Dirac statistics renders the multi-fermion systems weakly interacting in the absence of attractive forces and the
Bose-Einstein statistics may produce macroscopically occupied states or symmetry breaking.

A. Noninteracting bosons

The grand canonical partition function for a gas of free, spineless, indistinguishable particles,

Z=e = [ e Hlewmsim

p np

1
= i (297)
P
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gives the grand canonical free energy

1
=3 > (1 — e Pl (298)
P
which becomes
14 d3p Blen—
— E/Wln(le Aler=n)) (299)
in the thermodynamical limit. The density
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with z = eP* is a monotonically increasing function of z or p for z < 1, p < 0,
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and the series in the last equation is convergent for |z| < 1.
The key point is that the density remains finite at z = 1, at the singularity. Therefore the phase transition on the
(T, n) plane is at a line z =1 or u =0,

_(mkpT\*P S 1 2612
e =\Gme) Lor~T

(=1 Te
2/3
27h? n 21 h? n \2/3
Fote = o ~= (zem) 302
i m (Zg_lﬁ%) m \2.612 (302)

shown qualitatively on Fig. 26. This line shows the maximal capacity of accommodating particles with microscopic
occupation numbers. All momentum integrals are well defined and finite under this curve. When the system is pushed
on the other side of the critical curve then the naive idea of occupying each energy level by a microscopic manner, ie.
by having a continuous occupation number

1

e 1 (303)

npz
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B-E condensate

normal phase

FIG. 26: The phase structure of an ideal Bose-Einstein gas on the (n,T') plane.

turns out to be wrong because the integrals containing the occupation number are divergent. To understand the
origin of the unexpected complication we have to return to the case of the discrete spectrum and consider a simple
sum over momenta,

—Bep—p)

e

N = Z 1 — e—Blep—n)
P

-y 304
=X Ge T (304)
p

This shows that the approximation of the sum by an integral is problematic when z > 1 due to the vanishing de-
nominator. The maximal number of particle the system can accommodate with continuous and integrable occupation
number distribution 7, in thermodynamical limit corresponds to the density 2.612(mkgT/21h?)3/2, the critical line
of Fig. 26. The further decrease of the temperature for fixed particle number or increase of the particle number with
fixed temperature is possible only by occupying some energy levels in a discontinuous manner. It is obvious that these
extra particles should be placed in the minimal energy single particle state, p = 0. Therefore above the critical curve
the homogeneous, zero energy state will contain particles with density

2.612
Neond(n, T) = max (O,n — F) . (305)

Such a Bose-Einstein condensate produces genuine macroscopic quantum effects because particles in the condensate
remain coherent over macroscopic distances. The hard core due to the Pauli exclusion principle prevents condensation
for fermions.

It is not difficult to construct an order parameter signaling the onset of the condensation,

 neona(m,T) 2,612\ (TN
n= o = max (0, 1 Non ) = max (0, 1 <—Tc(n)> . (306)

One can upgrade this order parameter to a local field by considering the wave function of the particles in the
condensate,

wcond(m) =V Ncond'l/JO(m); (307)

where Nconq is the number of particles in condensate, eg. Neond = Vcond(n, T') and o (x) = 1VV for homogeneous
condensates. This function represents the coherent quantum effects of the condensate and becomes a nontrivial
function of the coordinate x in the presence of inhomogeneous external perturbations.

B. Phases of Helium

Many fermion system systems usually arrive at a solid phase at low temperature where the attractive van der Waals
forces become stronger than forces arising from thermal collisions and a periodic ground state is formed. An exception
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FIG. 27: The localization (zero-point) energy together with the solid or liquid potential energy as the functions of the molar
volume v = V/N.
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FIG. 28: The phase structure of “He and the specific heat in the fluid phase.

to this rule is the Helium which retains the fluid phase down to 7' = 0 for sufficiently low pressure. Being a noble
gas, the van der Waals forces are weak. But other noble gas atoms can be solidified, the additional unique feature
of the Helium is its low mass. The localization of a particle into a box of size L requires the energy dh/2mL? in
d-dimensions, and the lighter the particle we intend to localize the more energy will be stored in the localized state.
For light enough particles, such as the 3He or *He atoms, the gain in energy from letting the particles extend over
large region dominates the gain from forming a coherent solid around the minimum of the potential energy in the
solid as shown in Fig. 27. On the contrary, the zero-point energy drops slow enough around the minimum of the
potential energy in the liquid phase, rmi, ~ 34 to stabilize the low temperature liquid at ro ~ 4.6 A4 with vy ~ 46.A43.
As a result, the zero temperature He atoms form liquid at low enough pressure.

When the pressure is increased the atoms starts to overlap and to experience the Pauli exclusion principle for their
fermionic constituents which is represented by the hard repulsive core of the potential energy of Fig. 27. When the
atoms are squeezed against this repulsive core their potential energy raises rendering the dynamics semiclassical. This
classical dynamics leads to the formation of a periodic crystal, the solid phase.

The overlap between fermion states of different He atoms is weak below nuclear densities and the exchange statistics
of the atoms is determined by the exchange of the whole bound state. Therefore, the “He and *He atoms behave
as bosons or fermions at low densities, where the separation of the atoms is much larger than their size. Thus one
expects the appearance of Bose-Einstein condensate in He.

At even lower pression the density drops below the threshold for Bose-Einstein condensate and the normal *He gas
is recovered.

A similar phenomenon, observed in >He, can be understood by the formation of loosely bound pairs of two >He
atoms into a bosonic quasi-particles which condense. Due to this complication we discuss the case of *He only.

The phase structure and the specific heat of *He are shown in Figs. 28. The peak in the specific heat, seen at low
pressure when we cross the division line between the Hi I and He II phases suggests a second order phase transition,
He II supporting Bose-Einstein condensate.

C. Hell

The most natural, approximate description of the He II phase is Tisza’s two-fluid model where we assume that
the fluid is made up by two fluids, one containing the condensed atoms and the other the atoms corresponding to
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FIG. 29: The dispersion relation for the elementary excitations of He II.

microscopic occupation number. The density and the velocity of the fluid is supposed to be

p = Pn+Ps,
PV = ppUpn + Psvs. (308)

The He consists of identical He atoms and their separation into two different fluid is formal method, based on the
different correlations the atoms experience in a macroscopically or microscopically populated state.

The distinguishing features of the super-fluid component is its vanishing entropy and viscosity. These give rise to the
mechanocaloric and the fountain effects. Let us consider two containers A and B of He II, connected by a very narrow
tube. This tube acts as a filter for the super-fluid component because the viscosity makes the hole impenetrable for
the normal fluid. If the entropy-less super-fluid flows from A to B then the entropy per particle is increased in A and
decreased in B. As a result, A worms up and B cools down, the super-fluid carries ”cold”. In the inverse experiment
two open vessel (same pressure) are connected by a narrow tube and the temperature difference is increased. This is
followed by the flow of the super-fluid which was so strong in an early experiment that the He II fluid was thrown up
in a jet in the colder vessel.

Another unique phenomenon related to the super-fluid component is the second sound. Many particle systems
usually support sound waves, propagating disturbances of the particle density. The normal sound waves which
have linear dispersion relation for long wavelength excitations, E(k) = hw(k) = O (k), are called first sound. A
generalization of the ordinary sound wave, the zero sound, occurs in Fermi liquids, the weakly interacting fermion
systems. In fact, the rearrangement of the particle density at long distances requires the cooperation of a number
of particles due to the conserved particle number. This diffusive cooperative phenomenon slows down the processes
and makes it low energetic. We have a second sound in He IT where the two components may establish an oscillatory
motion with opposite phase (the same phase motion is a kind of first sound). The lowest energy realization of this
oscillations keeps the density time independent and entropy is propagating along the wave. Low energy neutron
scattering experiments provide the dispersion relation, the energy as the function of the momentum, for elementary
excitations. In fact, the slow neutrons interact with the He atoms by creating thermal excitations only. The result
supported Landau’s assumption, the presence of new type of excitations at non-vanishing momenta. The qualitative
dispersion relation, shown in Fig. 29, can be approximated as

B(k) = hck k=0 (309)
| Eo+ —hz(s;fo)z k = ko,
with ¢ = 240m/s, Ey = 8.65K, ko = 1.92A~1, mg/m = 0.16. The density of state,
k2

2d4E°
2

n(E) = (310)

is large for the roton excitations with k ~ kg thus these two regions cover the important parts of the dispersion
relation from the point of view of low temperature excitations.

D. Energy damping in super-fluid

The vanishing entropy of the super-fluid can easily be understood by noting that the condensate is represented by
a single pure state. The nontrivial features of the super-fluid is its vanishing viscosity. The key to understand it is the
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absence of gap in the elementary excitation spectrum, the fact that long wavelength excitations have linear dispersion
relation. Feynman had a qualitative argument about the absence of other than phonon excitations in He IT liquid. A
more systematic way of understanding of the gapless spectrum comes from Goldstone theorem. This theorem assures
in a trivial manner that the phonons have gapless, linear dispersion relation in solids. But for which symmetry is
supposed to be broken by the super-fluid component? The order parameter of the Bose-Einstein condensate, ¥ (x), is
the wave function of the lowest lying state weighted by the square root of the number of particles in the condensate.
This quantity corresponds to macroscopic number of particles and as such can be obtained as an expectation value.
The detailed manner this expectation value is calculated is rather involved and requires the formalism of Quantum
Field Theory. It is enough to assume now that this local order parameter is given as an expectation value which
breaks the continuous phase symmetry,

Y(@) = e Y() (311)

of Quantum Mechanics. The corresponding Goldstone gapless modes are the phonons of He II.

Once the linear dispersion relation is accepted then the vanishing viscosity of the super-fluid can easily be understood
by following Landau’s arguments. He assumes that the excited states of He II with occupation number ng have the
spectrum

E{ny = Eeona + Z hwine, (312)
k

where Ejy denotes the energy of the condensate and

1

ST (313)

(k) =
Let us now consider He II flowing through of a straight pipe line at sufficiently low temperature where the normal
excitations have negligible weight. we regard the motion in the rest frame of the He II where we see the wall moving
with velocity V' and momentum P = MV. Let us suppose that the moving wall creates phonons with occupation
number np,. Then the energy and momentum loss of the tube are

AFE = Z clp|np, AP = anp, (314)
p P
satisfying the inequality
AE VAP
AP| < =— = . 315
AP S lplny = 52 = 55 (315)

Thus the energy loss due to creation of gapless phonons is impossible for
V] < e (316)

The low momentum phonons give the upper bound |V| < 240m/s and rotons require |V'| < 60m/s. This argument
valid for low enough temperatures where the phonon gas is dilute and the phonon-phonon interactions are negligible.
But experiments show that superfluidity is already lost for much slower motion, for velocities few times m/s. Such a
radical decrease of the maximal velocity is related to the dynamics of the vortex lines, to be considered next.

E. Vortices

The current represented by a particle of mass m and wave function ¢ (x) is given by the probability flux vector,

§(®) = 5o (" (@) V() — VO () (a)] (317)
and the local velocity can be defined by v(x) = j(x)/¢* ()1 (x). One can introduce the velocity of the condensate
in a similar manner, by identifying ¥ () in the expression above with the order parameter of the condensate which is
written as

"/)cond(m) =V pcond(m>ei¢(m)- (318)
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A further simplification is made by assuming that pcond () is slowly varying compared to the phase ¢(x),
() = V() (319)
vs(x) = — x).
m
This velocity flow is irrotational,

V x v, =0. (320)

What happens if we place a He II in a cylinder which adiabatically brought into slow rotation with angular
velocity w? Due to the finite temperature there are phonons in the system which contribute to the normal fluid and
they interact. These interactions will slowly accelerate the super-fluid component, too. It has been demonstrated
experimentally that we can bring the whole system into rotational motion in this manner. But the velocity profile in
this case would be

vs(x) = egwr (321)

and the circulation, defined by

K= %dmvs (322)
8!

for a closed path v would be non-vanishing. This is an apparent contradiction with the irrotational nature of the
super-fluid because of the integral theorem

jé dxvs = / dnV x vs, (323)
o% )

where the boundary of the surface ¥ is denoted by 0%. The way out for this problem is to recall that the integral
theorem is proven by breaking ¥ into infinitesimal squares and summing up their circulation. This strategy, the
cancellation of the line integral on the internal edges requires that the region ¢ be simply connected, ie. any closed
loop in ¢ can be contracted into a point without leaving 3. As soon as 3 is multiply connected and some points
are missing in it the integral theorem is violated. Therefore, a natural way of saving the irrotational nature of the
super-fluid is to assume that the density of the condensate is vanishing along some curves, called vortex lines. The
circulation can be non-vanishing for any surface which is traversed by vortex line.
An important property of the super-fluid vortices is their quantized strength. This is due to the well defined nature
of the phase ¢(x) profile, requiring
K= h dxeV(x) = 27m£. (324)
m Josn m

The low energy, long distance excitations of the super-fluid are described by an irrotational, approximately incompress-
ible fluid with quantized vorticity. It is worth recalling that the circulation in an ideal, isentropic fluid is conserved.
Therefore. the vortex lines are such collective degrees of freedom of the super-fluid which acquire time dependence
through the interaction with the normal component only.

VII. NONEQUILLIBRIUM PROCESSES

A. Stochastic processes
Definition: A family of random variables X; € R, ¢t € R is called stochastic processes. It is characterized by the
joint probability distributions
pe(xe,te, -+ ,x1,t1) = P(Xy, = x4, -+, Xyy = 1) (325)
for ty > ty—1--- > t; satisfying the following conditions
1. pe >0,

2. [dxepe(ze,te, -, x1,t1) = poi(ze—1,te—1, - 21, t1), (£ >2),



63

3. [dapi(z,t) = 1.

Furthermore, one introduces the correlation functions

(Xpy - Xyy) = /dlwpe(we,te,--- s @1, 1) Ty - T (326)

and the conditional probabilities

et e (L1405 by -~ 5 21,0
pk|€(x€+kat€+ka' o axf-i-latf-‘rl'-rfatéa' o axlatl) - Pl ( + + ! 1)- (327)
pe(zevtea"' 7$17t1)

The stochastic process is called stationary if
(X, -+ Xy ) = (Xpygr - Xiygor)- (328)

If the fundamental laws are invariant under time translation then the dynamics reaches equilibrium after some time
and the corresponding stochastic process becomes stationary.

Exemple: Our system is a small, classical particle of coordinate x(t) in a classical gas.
B. Markov process

Definition: A stochastic process is called Markov process if

Prje(Tesks ter o Torr, tepr |[Te te, - @1, t1) = prpn (Teks tetrs -+ s Tegr, 1| e, te) (329)

for ¢,, > t,, m > n. This condition corresponds to first order differential equation as deterministic equation of motion.
In fact, it is enough to specify one data for each degree of freedom to follow its dynamics.

Exemples:

1. Disintegration process: Let X; the number of radioactive nuclei at time ¢, w(t) = e~ denotes the probability
that a radioactive nucleon survives time ¢ and N stands for the total number of nuclei:

PN (n,t) = pM(n) = (Ve ™ (1 — e YN
pip(n,tn' #) = p(n,tn',t)) = p)(n,t —t') = (7 )e (1 — ety n, (330)

2. Ehrenfest urn: One distributes the balls 1,..., N in two urns. In each minutes one generates a uniformly
distributed random number n; € {1,..., N} and puts the ball n in the other urn. The transition probability is

i !
p(n,t+1n',t) = %571,”/71 + <1 - %) Snon/41- (331)

3. Wiener process: A Markov process is specified by the initial probability distribution, p(z,0) and the transition
probability, pyji(n, t|n,t') = p(n,t|n’,t'). The Wiener process is defined by

(x—az')?
e aD(t—t))

tla' ) = ——————
p(‘r7 |1"7 ) [47TD(t*t’)]d/2,

(t>t). (332)

The physical relevance of this process is assured by the fact that the transition probability satisfies the heat
equation,

Orpl(a, tle’,t') = DAp(a, ta’,t). (333)

Theorem: The conditional probability p(z2,t2|z1,t1) = pij1(22,t2|r1,t1) of a Markov process for a numerical
variable X; € R” satisfies that Chapman-Kolmogorov equation,

p(x2, to]r1,t1) :/dzp(:cg,t2|z,t)p(z,t|z1,t1) (334)
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where t; <t < ty. This equation can be proven by comparing the first and last line in

p(xs,t3) /d$1p($3,t3|$1,t1)P($1,t1)

= /dﬂcz(zs,t3|$2,t2)P($2vt2)

/dxzp(zs,t3|$27t2)/dzlp($27t2|$1vt1)l>($1atl)- (335)

p(w2,t2)

Exemple: Ornstein-Uhlenbeck process,

t)2

gy = T (336)
T,Y) = —————
Py 2m(1 —e™2t)

is a non-trivial realization of the Chapman-Kolmogorov equation.
Theorem: (Doob) The Ornstein-Uhlenbeck process is the only Markov stationary and Gaussian process.

Definition: A Markov process is homogeneous if p(z, t|2’,t") = pi—v (2, 2’), and stationary if it is homogeneous and
p(z,t) = p(x) (equilibrium).

C. Markov chain

We can not carry out measurement with arbitrary precision and must be satisfied by reproducing the observed
phenomena in terms if discrete variables. The Markov chain is a simplified Markov process which is based on discrete
rather than continuous variables.

Definition: The Markov process X; is a Markov chain ifX; € N and t = nAt. The transfer matrix of the Markov
chain is Ty, (nAt) = P(¢, (n + 1)At|m, nAt).

Remark: For a homogeneous Markov chain with transfer matrix T'(nAt) = T we have

P(l,nAtlm,0) = (T™)e,m (337)

Definition: The matrix M is called stochastic if M, ; > 0 and Zj M, = 1.
Remark: T is a stochastic matrix.

Exemples:

1. Two-state system:

T:(lp P ) (338)

q 1l-—gq

2. Random walk:
1-p

p2(n,t + At|n,t) = p, pe(n+1,t4+ Atn,t) =q = 5 (339)
1¢g0---000 p+qq0---00 O
Opg---000 qg pgq---00 0
Ogp---000 0O gp---00 O

Tabs. bound. = R ST Trefl. bound = (340)
000 pqO 00 :---pgq O
000 qp0 0O 00 ---gp ¢
000 0 gl 0 00---0¢p+g



3. Ehrenfest urn:

1
SIS
NG o0 0 0
N
r=1: A
00 0--0 X0
o0 0--2 0 1
00 0--0 =+ 0

D. Master equation
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(341)

The the Chapman-Kolmogorov equation describes the evolution of the transition probability during a finite time.
The simplification when the evolution over infinitesimal time is considered is that the system can not make a finite

jump and the integral equation reduces a differential equation, the master equation.

Theorem: Denote p;(z,y) the transition probability of a homogeneous Markov process which can be written in the

limit ¢ — 0 as
pe(z,y) = [1 = a(y)t]é(z —y) + tW(z,y) + O (¢*),
where W > 0 and a(y) = [ dzW (z,y). The Chapman-Kolmogorov equation
Pere (T,y) = /pt’ (@, 2)pe (2, y)dz
= (L a@)lpuCen) + [ Wia2pe)+ 0 (¢2)

gives
@M%MZ/W@@M@M*W@@M%MW

for ' — 0.

Remarks:

1. The master equation reads for the probability distribution p(z,t) = [ pi(z,y)p(y,0)dy as
one.t) = [ V(. 2)pe,t) — W, 2ol )z

2. The Master equation for a Markov chain is

Opn(t) = > [WamPm () = Woninpn ()] = > Wi (£) = Wi npn (8)]

m m#n

Exemple: The disintegration process is defined by the transition probability

0 if m>n,
pat(m,n) = ¢ nyAt if m=n-—1,
O (A%t) if m<n-—1,

yielding

Wm,n = ’yném,nfl (m 7é n)

(342)

(343)

(344)

(345)

(346)

(347)

(348)
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The Master equation,

pult) = Z[Wn,mpm(t) - Wm,npn(t)]

m

= y(n+ )ppy1(t) — ynpa(t) (349)

yields the differential equation
0(n(t)) = Y _npn
n=0

= 7Y+ Dpaa(t) =7 Y n’palt)
n=0

n=0

= 7> (n=Dnpa(t) =y Y _ n’palt)
n=0 n=0

= - Z npn ()
n=0

= —(n(t)) (350)

whose solution is

s{n(t)) = nge " (351)

E. Equilibrium
It is of central importance to establish the condition of stationary, ie. equilibrium of stochastic processes. Two
theorems are mentioned here without proof.

Theorem: All finite dimensional stochastic matrix generate equilibrium except some special cases (Perron-
Frobenius).
If p3 is a stationary probability distribution then

> Wambin = Wann)pis (352)

m

the gain and loss balance each other. A stronger conditions, the detailed balance is

WomPa, = Wi nDy- (353)

Theorem: The detailed balance is a sufficient condition that the distribution p; be stationary.
This theorem is the basis of the Monte-Carlo simulation method.

VIII. BROWNIAN MOTION

The simplest physical realization of a stochastic process is the Brownian motion, the dynamics of a dust particle in
the air.

A. Diffusion equation

The probabilistic dynamics of a classical particle is based on the probability density n(x,t) and the probability
current j(x, t), satisfying the continuity equation 9yn = —Vj. Fick equation relates the current to the inhomogeneity
of the probability density and a drift, caused by the external force F',

1
j=-DVn-+ ?nF, (354)
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where D and f denote the diffusion and the friction constants, respectively. Together with the continuity equation

we have the diffusion equation

1 1 1
On = DAn — ?V(nF) = DAn — ?FVn - ?VFn.

Remark: Observe that the diffusion equation can formally be obtained from the Schrédinger equation,

2
oy = L<§V2A) b+ Uy

2m \ 1
———
D
B2 jeh 2
= LAY+ L (VA+ AV + —— A2+ Uy
2m 2me 2mc?
12 jeh
= - A+ A+ o (VAT SA%) + U]y
2m me 2me c
<~
D F/f VF/f

(355)

(356)

by the Wick rotation, ie. the analytic continuation to complex time, ¢ — —ih7. This relation between Quantum
Mechanics and classical Statistical Physics, one can be obtained by a Wick rotation from the other, is not restricted

to this case and can be traced down to the choice of the density matrix of the canonical ensemble.
The unusual term with the first derivative can easily be eliminated by the gauge transformation

W@ t) = el @y, 1)
Az, t) — A(xz,t)+ V0o
for which py — eiﬁﬁw. By writing A = V¢, ¢ = eiiﬁd’x we find
hQ
thogxy = ——Ax.
2m

In an analogous manner one looks for the solution of the diffusion equation in the form n = pe”*. The relations
Vn = (Vp+ kpVu)e™
An = [Ap+25VpVu+ kpAu+ me(Vu)Q] e

give
1 1 1
&p = DAp+2DkVpVu+ DepAu+ Dr?p(Vu)? + ?Vqu + }pli(VU)Q + }pAu
1 1 1
= DAp+ (2DI€ + }> VpVu+ (DHAU + Dr%(Vu)? + ?R(VU)Q + ?Au) p.
0 U
where the choice f~1 = —2Dx was made.

(357)

(358)

(359)

(360)

The solution of the diffusion equation is particularly simple for free particles, F = 0, when Oyp = DAp. The

solution which corresponds to the initial condition p(x,tg) = po(x) is written as
px;t) = /dg’y G(x,t,y;t0) po(y)
propagator
where the master equation gives
0:G(z,t,y;t0) = DAG(x,t,y; o).
The initial condition G(x,t,y;t) = 6(x — y) leads to the solution

1 (x—y)?

G((E, t,y; tO) = Weim

which satisfies the Chapman-Kolmogorov equation.
G(IB, t7 Y, tO) = / dBZG(IB, t7 2 tl)G(z7 t17 Y, tO)

with to S tl S t.

(361)

(362)

(363)

(364)
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B. Fokker-Planck equation

The master equation, an integro-differential equation, can systematically be truncated and a differential equation
can be recovered for certain Markov processes. This scheme goes under the name Kramers-Moyal (gradient) expansion.
The probability distribution p(z,t) of a Markov process satisfies the master equation

op(x,t) = /W(x,z)p(z,t)dz—p(z,t)/W(z,z)dz

/w(z, x —2)p(z — z,t)dz — p(x, 1) / w(—z,x)dz, (365)

where w(x — y,y) = W(x,y). Let us assume that
1. the jump is sufficiently small, ie. W (x, z) =~ 0 for large |x — z| and
2. the probability distribution p(z,t) and the conditional probability w(y,x) vary sufficiently slowly in z.

The Taylor expansion
1
p(z,t) =~ p(z,t) + (2 — 2)p'(2,t) + 5(2: — )% (z,t) + - - (366)

yields the form

"8" [w(z, x)p(x,t)] —p(z,t)/dzw(fz,:c) (367)

8tp:ct

for the master equation. One introduces the moments of the jump,
M, (z) = /dzz"w(z, x) (368)

and finds

M, (2)p(x, t)]. (369)

Op(z,t) = i

Conditions 2. and 1. above assure the availability of the expansion in the jump in the arguments x — z of the master
equation and the finiteness of the moments M,,, respectively.
The following theorem covers an important class of Markov process, the Brownian motion.

Theorem: The Markov process X whose moments are

O ((At)°) n=1
O ((Aa)"/2=1) n>2

1
M, (z) = /dzz"A—tp(z +z,t+ At|z,t) = { (370)

the master equation can be truncated at n = 2 and the probability distribution p(X(t) = t) = p(z,t) satisfies the
Fokker-Planck equation

Oup(a, 1) = — B [My(@)p(a, )] + 2 Ma(2)p(a, )] (371)

transport, drift

fluctuation, diffusion

Exemples:
1. The transition probability of a d-dimensional homogeneous motion, the Brownian motion is given by

1 _(@—y?
p(x,t+ Atly,t) = W‘i el (372)
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where At is a time scale longer than the microscopic collision time and and the relaxation time of the velocity,
Teoll, To rel <K At. The moments of the jump in time At are

1 P
Myn = 77173 duyy?e ThaT
2 At(47rDAt)1/2/ yy-"e” ADA
(4DAt)"+% / on —z2
_ _@DAY™E [ on
At(4nrDAt)L/2 z""e
= (4DAt)n+% nAan —cz?
= Riaepaniz "V [ dzem e
N——
(m/c)1/2
1-3.-.2n—1 pon
: 327””(4]))”&”71 - (%) (373)
In particular,
|Ax| e
AL (@) (At ) -

and the trajectory is nowhere differentiable, the velocity is diverging. This is naturally a mathematical problem
only because our simple description of the motion looses validity in the limit At — 0. The scaling law ((Ax)?) =
2D At is called diffusive.

. One dimensional inhomogeneous motion: The probability density p and vector J satisfy the continuity equation,
Oyp = —0,J, therefore the Fokker-Planck equation can be integrated yielding

J = Mi(z, )p(a, ) — %am (Mo (z, )p(z, ). (375)

e The stationary solution for J, = J = 0 satisfies the equation

M1 (,CC) 1
= M. — =0y [ M-
0= 37 Male)ple) 50, (Ma(a)p(a) (376)
y(z)
which can be integrated again,
=1 :
ng(z) 5 ny(z)+C (377)
The solution is
N 2 [*dx My (2)
z) = e My (@)
- v Mi(x)
e , () = In Ma(x) dx AT (378)
e The stationary state solution J, = J # 0 is parametrized as
p(x) = Je~ @) f(x) (379)
and the function f(x) satisfies the equation
M (x 1
1= Jhe M) (@) - 30de (o) o)
M (x 1
= WD) 1 (1) () — M) ()00 — L0, (M) ()
Mo(x) 2

= f%e—%)am(Mg(x) f(x)) (380)



which can easily be integrated,

T 2 [* da'e®(@)
o) = o) Me20)_ heat?

where C' is an integration constant. Therefore, the solution is

pla) = JM—((; (f<zo>M2<zo> =7 dze‘bm)

Zo

@ o) B
— %@ p(zo)e‘b(%)MQ(xO) B 2Jfgc0 dx'e
Ms(x) M (x)

3. The master equation for a one-dimensional random walk,
p(ana t) = a[p(a(n + 1)) t) - p(ana t)] + BLP(G(TL - 1)’ t) - p(ana t)]

becomes a differential equation,

. B A 1
plz,t) = (Tﬁ - %) (aazp(w,t) + 5(12(931)(1',15) + >
B A 1
+ <2_c12 + %) (aamp(SC,t) + 5(12(9£p(:c7t) — .. )

1
= —A0p(x,t) + §B8§p(x,t) + 0 (a?),
in the continuum limit, a — 0, where

A B
5*04:5, ﬂ+a:¥.
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(381)

(382)

(383)

(384)

(385)

4. Let us consider the one-dimensional motion of a particle under the influence of a homogeneous gravitational

force —gm and the friction force —yma, when we have

M = BN g
At ~
M, = 2D.

The Fokker-Planck equation,
Op(x, 1) = g .p(z.t) + DO2p(a, 1),
can be integrated by taking into account the continuity equation,
J(z,t) = —%p(m, t) — DOyp(x,t).

The stationary solution for with the boundary condition J(0,¢) = 0 is
p*(x) = const.e 707,
The comparison with the barometric formula,
p°(z) = const.e” T *

yields the Einstein relation D = T'/m~ and

(AX)?) 2T
A

(386)

(387)

(388)

(389)

(390)

(391)
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5. We now assume an inhomogeneous external force F'(z) and the friction force, —yma, acting on the particle.
If the external force varies slowly within the correlation length of the velocity then we have a Fokker-Planck
equation for the probability distribution of the coordinate,

oup(et) = ~0. [ 2 p(0.)] + D2t (392)

(Kramer). If F(z) varies faster then we need a bi-dimensional Fokker-Planck equation for the probability
distribution p(z, v, t),

_ F(x)
Dconvp(.’L',’U,f) - atp(ZC,?},t)-i-‘ v ,6Zp(xavat)+ 76111)(‘%)”;1")
» g \,”_/
T 2
=7 av [’Up(’l), t)] + Eavp(va t) ) (393)

where
(AX) = VAt
av) - (F

(AX)?%) = V(AL —
(F(X

m

— WV) At

I
<

(AVAX) - ) (At)? =0

(AV)?) = 7

(394)

6. The Rayleigh particle is subject of a dynamics which is followed by the observational time step At with 7o <
At < Ty rel- The latter inequality suggests that the velocity is overdamped, (V) = —v(V'), and we have

(AV)
My(V) = 2l oy

1(V) AL gl

My(V) = as+ 0O (V*) maz >0 (395)
yielding
M,
atp(va t) = ’7611 [’Up(’l}, t)] + TGUP(Ua t) (396)
Remarks:
(a) The stationary solution with J =0 is

2

®(v) = lnag + %
p(v) = N’e_ﬁ = Nle o1 (397)

and My = 29T /m.
(b) The solution of the equation
T o
atp(vv t) =7 Oy [’Up(’U, t)] + Eavp(vv t) (398)
which corresponds to the initial condition p(v,0) = §(v — vg),
1 _m (v—wge YH?

p(v,t) = e T AT (399)

I

is an Ornstein-Uhlenbeck process.
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IX. LINEAR RESPONSE

The large, truly non-equilibrium systems are beyond our analytic capabilities. But the weak non-equilibrium, a
small subsystem embedded in a reservoir, can be handled in perturbation expansion in the interaction between the
system and the reservoir.

A. Response function

Let us suppose that the environment, the external perturbations can be taken into account by the extension
H = Hy + V of the Hamiltonian where

V= Zgjhj(t)v (400)

{g,(q,p)} being a set of dynamical quantity. We start with the classical description and write the equation of motion
for a dynamical quantities, f(q,p),

f=1{rH} (401)

in terms of the Poisson bracket,

of 0g  9f g
_ Z5 _“) 75 402
Ulan.oam) =3 (G5~ G (102)
and the Hamiltonian H. The formal integral of the equation of motion
t
£6) = £00) + 3 [ 17, Ho + g5} hs(0), (403)
g Uto

can easily be linearized in the perturbation. We write f(t) = fo(t) + 6 f(¢) + O (h?) and find
¢
af(t) = Z/ dt'{ fo, goj }hj(t), (404)
it

where the 0 subscript indicates that the quantity is considered in the absence of external perturbations. The Poisson
bracket in the integrand, called the response function or susceptibility, describes the linear response of f(t) to the
perturbation h(¢'). It can in principle be calculated but it is enough to state now that it is simply a function X7 4, (¢,t')
appearing in the linear response formula

550 =Y [ S0 050 (405)

In case of a random environment one finds

10V =3 [ R, (M0, (400)

with vagj (t’ t/) = <{f07 ng}>'
The quantum mechanical description is based on the Schrédinger equation

iho [y (t)) = H[Y (1)) (407)
whose solution can be written as
[h(t)) = U(t, to) ¥ (to)) (408)

by introducing the time evolution operator U (t,ty) which is e=##=%)H for a time independent Hamiltonian H. In
order to treat the environment as a perturbation we go over the interaction representation and ”take out” the time
dependence generated by the unperturbed Hamiltonian by performing a time dependent basis transformation,

[W(t)) — [9(t)); = e Et)Hoy(p)). (409)
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The expectation values should be the same in the new representation than in the original one, therefore the operators

acquire a time dependence,
Ai(t) _ e%(tftU)Herf%(tfto)HU
which amounts to the equation of motion
thoA; = [A;, Hy).
The state vector satisfies the Schrodinger equation
O (1)); = ihdhlen T (t))]
= —Hoeh (70 (1)) 4 en (00 (Hy +V)[(1))
e (4=t Ho s o=k (1=to)Ho o & (t=to) o | (1))

1

= Vil¥(t))i

involving the interaction Hamiltonian
Vi(t) =D g5i(t)hy(t)
J
only. The equation of motion for the density matrix (cf. Appendix B) in the interaction representation is

thowyp; = iﬁ@tz [n)pn (n|

Vi S n)patnl = 3 Inpu (nlV:

= [Vi, pi

which can be solved iteratively,

The average of an observable A is

(A@®)) = Tr[Ai(t)pi(t)]

t

= AW+ ¢ [ TV, A

to

(410)

(411)

(412)

(413)

(414)

(415)

(416)

up to non-linear terms O (VQ). Note that this result can be recovered from the classical expressions by the formal
replacement of the Poisson bracket by 1/ifi times the commutator and considering the expectation values. The linear

response is thus

i

5(A(t)) h/t dt"Tr[p(to)[Ai(1), Vi(t))]]

0
Z/ dt' L a,g, (L, t)hy(t)
j Ut

where the linear response function
xa(tt) =G} p(t',1)
is defined in terms of the retarded Green function
ihG p(t,1") = Ot — ') Tr[p(to) [A(t), BX)]]-

(417)

(418)

(419)
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Let us apply this formalism for the electric conductivity o defined as the proportion of a weak external electric field

and the current induced by it,

Jk = Ok,eEp.

(420)

The minimal coupling prescription, p — p — eA produces the electric current operator j’c with the matrix elements

Bie(@)p) = ' '

2ma

= Gl - A @)via)

where
Bi @) = 5 (6" (@) V() ~ V6 (@) ().
The Hamiltonian
H = 5 (p—cA)
- P patap s A

yields the perturbation
V= —/dng(m)A(a:) +/d3z%A2.
In fact,
h
OVI0) == [ P (6" (@)Vi(e) - V6" @@ Ale) + [ dast a2

In the leading order we can neglect the term O (AQ) and arrive at the Kubo formula,

<<jk(ta :B)>> = _%Ak(ta w) - /dt/d3yGi,jg((ta IB), (t/’y))Aé(tla y)

where n = n(t, ) is the homogeneous, unperturbed density. The Fourier transformation gives

io,k) = [ didbze =y 1)

2 3
_ 76 n dtd?)xMei(w—w/)t—iw(k—k')Ak(w/ k/)
m (2m)* ’
d /dgk/d //dBk//
- / dtdPzdt 3y LT R,
(2m)®
xGﬁﬁjl(w',k')Ag(w”,k”)
2
- [%mmﬂ* (w, k)| Ag(w, k)

JksJe

identifying the AD conductivity

1
U}mg(w,k) = —%(& 0 — ;GR (w,k:)

JksJe

because E = —0; A.

(@) (V- Fa@) ) vie) - (V- FA@) ole)) via)

iwt—izk—iw’ (t—t')+ik’ (x—y)—iw' t' +ik"y

(421)

(422)

(423)

(424)

(425)

(426)

(427)

(428)
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C. Causality and analytic structure

Causality stands for our daily experience that the integration in the above linear response formula should be carried
out between the initial and the observation time only, the effects propagate in a retarded and not an advanced manner.
This can formally be achieved by inserting a Heavyside function as a multiplicative factor in the response function

Rro(t,t') = Xpq(t — ') = 20t — )XV (1,1, (429)

Note that the reduced response function x(? is purely imaginary.
We turn now to the study of the consequences of causality in the analytical structure of the response function. For
this end we go over frequency space by introducing the Fourier transforms

dw _. -
10 = [Gee @, fw) = [ des, (430)
™
We assume now that the original Hamiltonian is time independent. Then the unperturbed equations of motion are
invariant under time reversal, t — —t, then the right hand side of the first order equations of motions changes sign
under time reversal,

X5 (¢ +77) = X8 (1) = X2 (=) (431)
which translates into the property
X (w) = / dte™ 2 (t) = / dte™ 32" (—t) = x(2* (w) (432)

of the reduced response function in the frequency space. Our goal is to gain some light on the analytical structure of
the Fourier-Laplace transform of the complete response function

W) = / et () = 2i / " dte A (1) (433)

—o0 0

which relates the perturbation and the response as

(61@) = 3 xpa, @)h (). (134)

We shall find that it is analytic on the upper half of the complex w frequency plane as a result of causality.
The starting point is the well known relation that the multiplication becomes convolution under a Fourier trans-
formation,

dw’ dw"
21 21
dw’ dw"
21 21
dw’

- /%g(w — W) f(W). (435)

e—i(w/-i-w”)tf(w/)g(w//)

dte*i(wurw”7w)tf(w/)g(w//)

We use the Fourier representation

—iwt
o) =i dw e

21w + i€

(436)

of the Heavyside function and have
do’ x®(W) P )
- = ) 437
x(w) / T w—w +1€ / T W —w—1€ (437)

The important lesson of this representation is that the response function is analytic on the upper half plane, Sw > 0.
The main ingredient of the argument is the relation

= P; Fimd(w) (438)
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for distributions which yields
X(w) = x(w) +ix® (W), (439)

with the obvious relation between the real and imaginary part of the Fourier transformed response function

X(l)(w) — p/d_‘“/M (440)

/ )
™ W —Ww

the Kramers-Kronig relation. It can be inverted by considering an integration over the infinite half-circle on the upper
half plane

2m 2 — w — 1€

X(w +i€) = jé 4z xz) (441)

where the numerator of the integrand is analytic. One can show that x(z) = o(|z7!|) and the integral along the
half-circle is vanishing, yielding

(w + i) /W 92 () (P2 4 imd(z — w) (442)
= —_— z —_— ITo\Z2 — W
XA e ~oortic 2m'X Z—w
and
oco+ie d
x(w + ie) = / dz p x(z) (443)
Cootie T Z—w
or
oco+ie (1)
YD (w) = — / &z px(z) (444)
Coodie T Z—W

D. Harmonic oscillator

The simplest and most important application of the formalism introduced above is in the case of a single, damped
harmonic oscillator with equation of motion

fe—iwt

i+ wiz +yi = (445)

where the right hand side represents a periodic external force. The last term on the left hand side contains the
parameter v = a/m given in terms of the friction coefficient o and breaks the time-reversal invariance, T : t — —t.
The solution of the linear equation of motion is written as the sum of the homogeneous and inhomogeneous solutions,

2(t) = Thom(t) + Zinhom (t) = Tpe nt 4 poeT Wt (446)

Let us start with the homogeneous solution for which

—w2 +wi —iyw, =0 (447)

i, 72 . iy

It is more realistic to consider an overdamped oscillator with v > 2wy when there are two relaxation time scales,

and

42
1- —% . (449)
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FIG. 30: The response function of a harmonic oscillator.

The mode with 7; becomes quickly negligible for strongly overdamped oscillator, v > 2w and the equation of motion
can be simplified to a first order one,

i—l—ng—i—vi—)ng—i—%c:i. (450)
m

For t > 7, the homogeneous solution can be ignored therefore we now consider the inhomogeneous solution and
introduce the response function

1 1 1 1
R . — — (451)
m —w? + wj — iyw mw-w+ L) (w+ao+3)

X(w):%:

for the coordinate which obviously satisfies the Kramers-Kronig relation due to the analycity on the upper half plane.
The response function becomes

1 1 ) i
x(w) — f—PTwQ + &gn(w)Eé(wg —w?) (452)
0

in the limit v — 0. The Kramers-Kronig relation shows that the imaginary part of the response function can be
interpreted as a distribution of the strength of the normal modes in the frequency. In fact, the integrand on the right
hand side of the Kramers-Kronig relation with its linear frequency dependence in the denominator is just the response
function of an overdamped oscillator. For weak damping, more precisely for time much longer than the relaxation
time the inhomogeneous solution consists mainly damped modes with frequencies close to the resonance.

The real and imaginary parts of the response function are

W)= 1 > _”52)2°‘f S (453)
and
D) = (454)
The amplitude and the phase shift defined by the form z(t) = f|x|e*“!*® are
1 1
Xl = m N 2w
tang = Jiw (455)

w2’
Wy w
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w/wy,

FIG. 31: Amplitude and the phase of the response function of a harmonic oscillator.

There is another important interpretation of the imaginary part of the response function. the dissipation due to a
periodic motion,

T
S - G- [ s

T
_ W/O dt coswt sin(wt — @)

= £ Pulx(@)]sing
= 2P (), (456)

is proportional to the imaginary part. This is the origin of the fluctuation-dissipation theorems, the imaginary part
determines both the spectral distribution of the fluctuations and dissipation.

E. Langevin equation

The master or diffusion equation method provides us a description of stochastic dynamics for long time scales. One
may need a more detailed level of description which represents a bridge between the deterministic dynamics observed
for time scales much shorter than the time span between microscopic collision or interaction processes and the longer
time scales. The motion is called ballistic in the former time range, as opposed to the diffusive dynamics for long time.
Stochastic differential equations provide us such a description. Let us consider a one-dimensional particle subject of
a friction and a stochastic external forces which lead to the Langevin equation

mo(t) + av(t) = &(¢). (457)

where the distribution of the white-noise force is
1 a1 2
p(glatla"'aénat’l’I):i 2 ngj? (458)
giving

(€@) =0,
= od(t—1'),

= /dtdt’emﬂ“’/t/aé(t —t') = 2mod(w + ). (459)

/\
~
pAN
s o
~— \t‘;
PANEI N
€ =
N— ~—
= =
| \

The simplest is to consider the homogeneous solution only which is important for ¢ < 1/ = m/alpha, when the Fourier transformed
velocity is
£(w)

VW) = e (460)
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The correlation function Cyy (t) = (v(t + 7)v(7) turns out to be
Cov(w) = / dte™tC(t)

= / dtdé:; @ (0 Yo (o))

[ o ey
/dw” Ew)s(w"))

27 (—iwm + o) (—iw"”"m + o)
= m2(w? +~2) (461)

in the frequency space. The inverse Fourier transformation gives
o dw e~ wt
Conlt) = 2 / e
m 21 (w + iy)(w — )

o eIt

iZ
m2 2y

_ 9 _—ivlt]

= e 462

o (162)

Let us assume now that the thermalization between our particle and its environment takes place at shorter time scale than the relaxation
1

time v~ and we can use the equipartition theorem,
dw
T:m<v2):m/—0w(w): =z (463)
2w 2c
giving
T iy
Cou(t) = —e 7L (464)
m

We seek the complete solution of the Langevin equation first for the velocity. The initial condition v(0) = vy gives

t
v(t) = voe_"’t—i-%/o dt'e 7t
(v(t)) = wvoe . (465)

The correlation function for the velocity is

(o(B)()) = <[Uo@‘”t+ i/ | dtle‘”“‘“’f“ﬂ] [ " l/ t dtw‘“"“k(m%
m Jo m Jo

’ 1 ¢ v /
= ple VtH) 4 — dhe‘"’(t_tl)/ dtae™ " 712) (£(11)€ (1))
0 0 —_—
O’(S(tl—tz)

P t t
1)3 + W/O dtl/o dt2€7(t1+t2)5(t1 —t2)

- min(¢,t")
vg + —2/ dt;e® "™
m=Jo

_ ’ g _ ’ . ’
— ’US@ V() se Y (t+t")+2ymin(t,t’)

— o)

_ (i)

2ym
_ ’ g _ Y
= vReT ) 4 T =t (466)
Assuming that the thermal equilibrium reached at time shorter than y~! we have
o o
T=m{?) =—=— 467
m{v%) = 3 w2 (467)

which produces the normalization

(EEM)) =2Tad(t —t') = 2Tm~s(t — t') (468)
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of the noise-noise correlation function and leads to
wt(t')) = v2e ) 4 Ewlt*t". (469)
The coordinate can be found by an integration,
t
z(t) = xo+ / dt'v(t")
0
t ’
<£C(f)> = X0+ ’Uo/ dt’e_”t
0
— zo+4 “70(1 e (470)

and second moment of the average drift is given by

2

(o) —ote7) = (( [ dtnien))

t
= / dt1dts 1}2677(t1+t2) + Ze*’ﬂh*tz\
t! 0 m

2 o 2T [ !
= U—g(e_”’5 —eT 2 4 = dtl/ dtae1(t2=t)
Y m Jy t
2 t
= U_g(e,w _ efvt’)2 _r dtl(efv(tftl) —1)
v my Jy
2 / 2T 2T /
- %(e‘”t e )2 4 el =t - eIt (471)
for ¢’ < t. The initial condition z(0) = o gives
. o Juit? t <yl ballistic 7
{(@(t) = 0)) ~ i + 2 (1 4ty —e )~ % + 2Lt >yt diffusive (472)
,72 m’YZ ,72 may )

where we can clearly separate the ballistic and diffusive regimes.

F. Fluctuation-dissipation theorem

The relation between the strength of fluctuations and dissipation can easily be seen by considering the long time
motion, described by the inhomogeneous solution

= ) 473
(W) m(—w? + wi — iyw) (473)
It generates the correlation function
Crpz(w) = /dteim(:c(t + 7)x(7))
d /d " : ’ . ’ "
— /dt E‘;W;‘; ez(w—w Yt—iT(w +w )(x(w')x(w”)>
_ / Ao i () (€(w)(w™))
272 m2(—w? + wi — iyw)(—w”? + wg — iyw”)
[ 2o + o)
2w m2(—w? + wi — iyw)(—w"? 4+ wg — iyw”)
29T 1
- " et (474)

mQ[(w2 _ w%)Q + ,y2w2] m (w2 _ w%)Q + 720027
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therefore we have a relation between the connected correlation function and the dissipative, imaginary part of the
response function,
1 Yw

@ () = L _ Yo 4

where

Cap(t,') = C(t,8") + (a(t)) (b(¢)). (476)

a



82

FIG. 32: The Legendre transformation f(z) — g(s) = zf — f(z), cf. Eq. (Al).

Appendix A: Legendre transformation

The Legendre transformation f(x) — g(s) is useful when we would like to express a function in terms of its derivative
s = f'(z) instead of its original variable z. In order to make this transformation well defined we make the map x — s
is invertible by assuming that f’(z) is monotonous function of z, f”(z) # 0. We assume the existence and smoothness
of the second derivative and we restrict ourself here to the case of convex functions, f”(z) > 0.

The Legendre transform g(s) is defined by the equation

f(z) +g(s) = s (A1)
where
5= f'(@). (A2)

When we perform the transformation on g(s) we recover Eq. (Al) due to its symmetrical form for the replacement
x 4> s, f <> g but instead of Eq. (A2) we find

g(s) = Sals)s — f(a(s))

= 2/(s)s +a(s) — f'(x(s))2"(s).
=z (A3)

Thus the Legendre transformation is identical with its inverse.
The derivation of Eq. (Al) with respect to x or s yields Eqs. (A2) and (A3). The next derivatives give

ffa)=s'(z),  g"(s)=4'(s). (A4)
Since 2/(s)s'(xz) = 1 we have an inverse relation between the second derivatives,
f"(@)g" (s) = 1. (A5)

As a result the Legendre transform is convex, as well.
A convex function can have a single minimum only. The identical form of the Legendre transform and its inverse
yields the similar equations

f(xemtr> + 9(0) = f(O) + g(seztr) =0. (A6>

Appendix B: Density matrix
1. Definition, properties

Let us suppose that all we know about our quantum system is that it can be found with probability p,, in the not
necessarily orthogonal quantum states |v,,), where (1,[1,) = 1 and Y, p, = 1. When an observable A is measured
then the expectation value of the result is

((4)) = an<wn|‘4|wn> =TrAp (B1)



83

where we introduced the density matrix

p= Z |wn>pn<wn| (BQ)
with the following properties:
1. p is hermitian, p' = p.
2. The trace of p is unity, Trp = 1.
3. p is positive,

4. The density matrix, being a hermitian operator is diagonalizable and can be written as

p= Z|¢n>pn<¢n|v (B4)

{|#n)} being an orthonormal base. The eigenvalues are real, 0 < p,,, and the diagonalization preserves the trace,
>, pn = 1. The eigenvalue p,, can be interpreted as the probability of finding the system in one of the states,
|¢r) of an orthonormal base.

5. The inequality
Trp* = p2 <Y pn="Trp (B5)

becomes an equality for pure states only, p = |1)(1)|. The states with strict inequality are called mixed. The
decomposition of the density matrix a mixed state is not unique, there are different systems of non-orthogonal
states which equally yield the same density matrix.

Exemple: The most general density matrix of a two-state system is

p=5(1+po) (B6)

= (()(0)-6 %) ®

This corresponds to the mixture of two states with probabilities (1 =+ |p|) and

where the Pauli-matrices are

(o) = trpo = p. (B8)

2. Origin

Two, apparently different circumstances, loss of informations and entanglement which require the extension of the
basic principles of Quantum Mechanics and to generalize the representation of the state of a system from a vector
within a linear space to a certain operator acting on the same space.

Loss of information: One encounters probability in deterministic classical physics as soon as some information
is lost. This probability characterizes our limited control of the system. Heisenberg uncertainty relation implies an
internal, genuine loss of information about reality what can not be recovered. The resulting probabilistic interpretation
is based on such an unavoidable, absolute loss of information. Quantum thermal averages contain both probabilities.
The expectation value (¢, |A|d,) is based on on the probabilistic laws of Quantum Mechanics. The uncertainty,
indicated by these probabilities is intrinsic of quantum physics according to the uncertainty principle and can not
be reduced. But the probability p, reflects our ignorance and originates from macroscopic physics. Note that the
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separation of the quantum and classical probabilities is possible for orthogonal quantum states only, otherwise they
are mixed due to the non-uniqueness of the density matrix.
The difference between the two probabilities can clearly be seen in the expectation value

as the the lack of interference terms, (¢,|A|p,) with m # n to the classical probability. The decoherence, the
destruction of the coherence among macroscopically different states, is not only the driving force in reaching the
macroscopic physics from the microscopic one but it presumably serves as the origin of the universal laws of Statistical
Physics. It generates classical probabilities for macroscopically different quantum states.

Entanglement: Let us suppose that our system consists of two sub-systems with bases |¢,,) and |x,). Any pure
state of the complete system can then be written as

) = Zcm,n|¢m> ® |Xn)- (B10)

m,n

A state, [¢)) = |¢)| ® |x), consisting of a single contribution is called factorisable and state which is the sum of more
than one factorisable states is called entangled. The properties of a sub-system remain well defined when the whole
system is considered as long as this latter is in a factorisable state. In fact, let us consider an observable A of the
first sub-system, corresponding to the operator A = A1) @ 1® where 1 is the identity operator for the second
sub-system. Its expectation values in the factorisable state |1)) = |¢)| ® |x),

(WlAl) = (¢| AN |¢), (B11)

is indeed determined by the unique state |¢) of the sub-system.
The expectation value in the entangled state (B10),

<A>: Z Cmancjn’,n<¢m’|f4(l)|¢m>a (B12)

m,n,m’

is made up by the matrix elements of A1) among the different sub-system states | ), no unique property, charac-
terized by an eigenvalue of A can be recognized. One can show in this case that there is no pure state |¢) of the
subsystem which could reproduce the all expectation value, ie. for all possible choice of the observable A1),

We are forced to generalize the representation of the states of the sub-system with an entangled pure state from
state vectors to density matrices. The density matrix corresponding to a sub-system is called reduced density matrix
and can be obtained in the following manner. The density matrix of the full system in the pure state (B10) is

p= Z Cm,nc:n’,n’|¢m> ® [Xn) (P | ® (X | (B13)

and it is easy to see that the average of our observable of a sub-system can be written as
(4) = T[pA] = T, [p) AV (B14)

where the trace is taken in the linear space of states of the sub-system 1 and the reduced density matrix is defined by

P(l): Z Cm,nc%’,n|¢m><¢m/|- (B15)

m,n,m’



