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The collective variable representation (CV) of classical statistical systems
such as, for instance, simple liquids has been intensively developed by the
Ukrainian school after seminal works by Prof. Ihor Yukhnovskii. The basis
and the structure of the CV representation are reexamined here from the
point of view of statistical field theory and compared with another exact sta-
tistical field representation of liquids based upon a Hubbard-Stratonovich
transform. We derive a two-loop expansion for the grand potential and free
energy of a simple fluid in both versions of the theory. The results obtained
by the two approaches are shown to coincide at each order of the loop ex-
pansion. The one-loop results are identical to those obtained within the
framework of the random phase approximation of the theory of liquids.
However, at the second-loop level, new expressions for pressure and the
free energy are obtained, yielding a new type of approximation.
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Functional methods in modern statistical physics represent one of the most pow-
erful tools for the study of both equilibrium and dynamical properties (see, e.g. [1,2]).
In many cases the partition function of simple models (Ising and Heisenberg spins
or classical particles in interaction) can be re-expressed as a functional integral af-
ter performing a Hubbard-Stratonovich transformation, a simple device proposed in

*This paper is dedicated to Professor Thor Yukhnovskii on the occasion of his 80** birthday.
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the 50ies [3,4]. Nearly at the same time another method — the so-called collective
variables (CV) method — that allows us to explicitly construct a functional repre-
sentation for many-particle interacting systems was developed [5,6] and applied to
the description of charged particle systems, in particular, to the calculation of the
configurational integral of the Coulomb systems. The idea of this method is based
on: (i) the concept of collective coordinates being appropriate for the physics of
the system considered (see, for instance, [7]), and (ii) an integral giving an exact
functional representation for the configurational Boltzmann factor. Later the CV
methods were successfully developed for the description of classical many-particle
systems [8] and for the theory of second order phase transitions [9]. The method
has a wide range of applications and, to paraphrase Prof. Yukhnovskii in his book
[9] “The collective variables is a common name for a class of variables which are
specific for each kind of physical system. For magnetic systems CV are variables
corresponding to the modes of vibrations of spin moments, for ferroelectrics they
are cluster vibrational modes, for systems of charged particles they are associated
with the modes of generalized charge vibrations, for binary alloys they are modes
of one-particle distribution function, the CV of the liquid-gas system are modes of
some deviations from the critical density and so on.”

One of the goals of this paper is to reconsider the CV method from the point of
view of statistical field theory and to compare the results obtained with those found
recently by one of us by means of the KSSHE (Kac-Siegert-Stratonovich-Hubbard-
Edwards) theory [10].

We formulate the method of CV in real space and consider a one-component
continuous model consisting of hard spheres interacting through additive pair po-
tentials. The expression for the functional of the grand partition function is derived
and the CV action that depends upon two scalar fields — field p connected to the
number density of particles and field w conjugate to p is calculated. We study the
correlations between these fields as well as their relations to the density and energy
correlations of the fluid. The grand partition function of the model is evaluated in
a systematic way using a well-known method of statistical field theory, namely the
so-called loop expansion. It consists in functionally expanding the action H around
a saddle point, so that the lowest order (zero loop) approximation defines the mean-
field (MF) level of the theory and the first order loop expressions correspond to the
random phase approximation (RPA). Recently [10] this technique was applied to
the action obtained within the framework of the KSSHE theory. In this paper we
perform a two-loop expansion of the pressure and the free energy of the homoge-
neous fluid which yields a new type of approximation which we plan to test in our
future work.We note that another perturbation scheme for the free energy within the
framework of the CV method (a group expansion), based on the Gaussian measure,
was proposed in the late 70ies [11].

The paper is organized as follows. In section 2, starting from the Hamiltonian, we
introduce the two different functional representations of the grand partition function
based on the KSSHE and CV methods. Here we also enter several types of statistical
field averages that are important in the further part of the paper. In section 3 we
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introduce the CV and KSSHE field correlation functions, establish links between
them as well as their relation to the density correlation functions of the fluid. The
MF level of the KSSHE and CV field theories is formulated in section 4. Section 5
is devoted to the loop expansion of the grand potential. The pressure and the free
energy of the homogeneous fluid are obtained in the two-loop approximation in
section 5. We conclude with some final remarks in section 6.

2. Prolegomena

2.1. The model

We consider the case of a simple three dimensional fluid made of identical hard
spheres of diameter o with additional isotropic pair interactions v(r;;) (r;; = |x;—x;,
x; is the position of particle “4”). Since v(r) is an arbitrary function of r in the core,
i.e. for r < o, we will assume that v(r) has been regularized in such a way that its
Fourier transform v, is a well behaved function of ¢ and that v(0) is a finite quantity.
We denote by 2 the domain of volume V' occupied by the molecules of the fluid.
The fluid is at equilibrium in the grand canonical (GC) ensemble, 8 = 1/kgT is
the inverse temperature (kg Boltzmann constant), and p is the chemical potential.
Moreover, the particles are subject to an external potential ¢)(x) and we will denote
the dimensionless local chemical potential by v(z) = B(u — ¥(x)). We will stick to
notations usually adopted in standard textbooks devoted to the theory of liquids
(see e.g. [12]) and will denote the dimensionless pair interaction by w(r) = —pv(r)
minus . Quite arbitrarily we will say that the interaction is attractive if the Fourier
transform w(q) is positive for all g; in the converse case it will be said to be repulsive.

In a given GC configuration C = (N; ... xy) the microscopic density of parti-

cles reads
N

plale) =360 — ,) (1)

=1

and the GC partition function = [v] can thus be written as

(1]
S

= T o (~0%im() + 5 (Glulp) + 517 )|
.| = Ni;o%/ﬂdl...dn..., @)

where i = z; and di = d®z;. For a given volume V, Z[] is a function of § and a
convex functional of the local chemical potential v(x) [13] which we have strength-
ened by using a bracket. In equation (2), exp(—GVus(C)) denotes the hard sphere
contribution to the Boltzmann factor and 7 = v+ vg where vg = —w(0)/2 is 3 times
the self-energy of a particle. It follows from our assumptions on w(r) that vg is a
finite quantity which depends, however, on the regularization of the potential in the
core. In the right hand side of equation (2) we have introduced convenient bracket
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notations

(wlp)
(plwlp)

\\

[ 142 p1icyu(1,2)2(C) (4)

Here we show how to re-express = [v] as a functional integral.

2.2. The Hubbard-Stratonovitch transform

The Hubbard-Stratonovich transformation [3,4] which was proposed in the 50ies
is based on simple properties of Gaussian integrals. Within this framework the GC
partition function Z [v] can be formally re-expressed as a functional integral [3,4,14—
17]. Moreover = [v], when re-written in this manner, can be interpreted as the GC
partition function of a fluid of bare hard spheres in the presence of an external
random Gaussian field ¢ with a covariance given by the pair potential [10,18,19]. It
will be convenient to distinguish the case of attractive interactions (w(q) > 0) from
that of repulsive ones (w(q) < 0).

i)

ii)

Attractive interactions (w(q) > 0)

We start from the well-known property of Gaussian integrals

o " Dy exp (=35 (plw ) + (ple))
p( d '@) = No= [ Dy exp (L (glw ')
= (exp ({(pl©)))y (5)

1

where ¢ is a real random field and the inverse w™ must be understood in
the operator sense, i.e. [,d3 w(1,3)w™'(3,2) = 6(1,2). The functional inte-
grals which enter the above equation can be given a precise meaning in the
case where the domain € is a cube of side L with periodic boundary conditi-
ons (PBC) which will be implicitly assumed henceforth. Additional technical
details are to be found in the appendix. We now insert equation (5) in the
definition (2) of the GC partition function = [v] which yields

El] = (Tr[exp(=pVus(C) + (7 + ¢[p))]),,
= EuslP+¢l)y, - (6)
= [v], when re-written in this manner, can thus be re-interpreted as the GC

partition function of a fluid of bare hard spheres in the presence of a random
Gaussian field ¢ with a covariance given by the pair potential [10,18,19].

Repulsive interactions (w(q) < 0)
This time we make use of
1, Dy exp (5 (plw'p) +i(plp)
o (-3 Guip) = L22 bl al2)
2 N_w = [ Dy exp (5 (plwp))
{exp (1 (Pl©))) > (7)
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which yields

El = CEus[P+iv)) ) - (8)
Note that since ¢ is a real scalar field Zgg [V +i¢| has to be evaluated for
imaginary chemical potentials which may cause some troubles since log Zyg [V/]
has singularities (i.e. branch cuts) in the complex plane [20]. In the repulsive
case, the hard core part of the interaction is in fact not compulsory in order to
ensure the existence of a thermodynamic limit [21] and the reference system
can be chosen as the ideal gas [20,22].

Some comments are in order. Firstly, equations (6) and (8) are easily generalized to
the case of mixtures [19,23] or molecular fluids. Secondly, when the pair interaction
w is neither attractive nor repulsive, it is necessary to introduce two real scalar
fields ¢, and ¢_ if some rigor is aimed at [10]. Alternatively, in a more sloppy way,
equation (6) can be considered to hold in any cases having in mind that ¢ will be a
complex scalar field in the general case. We will thus formally write in all cases

=i =N, [ D exp (<t o) )
where the action (or effective Hamiltonian) of the KSSHE field theory reads as
1 _ -
Hi v, o] =5 (plw™p) —InZps [T+ ] - (10)

2.3. The collective variables representation

Now we briefly introduce the CV representation of = [v] and refer the reader to a
vast literature for a more detailed presentation (see, e.g. [6,8,9,24,25]). The starting
point is the formally trivial identity

e (3 01ulgh) = [ Do oz lo=dles (5 tluln)). (1)

where 0 [p] denotes the functional “delta” [2]. Making use of its functional integral
representation (see the appendix)

5= [ D e i), (12)
one finds for the GC Boltzmann factor
1 . 1 . ~
o (5019 = [ Popw e (S lplulp) +iCl - 70) . 3

Inserting equation (13) in the definition (2) of the GC partition function = [v] one
obtains

== [ Do e (5 luln)) 71071 (14
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where the Jacobian
T 0.7 = [ D exp i elp) Zus[r - i (15)

allows for the passage from the microscopic variables x; to the collective ones p. We
note that J [p, 7] does not depend on the pair interactions w(1,2) but only on the
GC partition function of the reference HS system Zyg [7] which is supposed to be
known.

Equation (14) can also easily be recast in the form of a standard statistical field
theory, i.e. as

Ev] = /Dpr exp (—Hev [v, p,w]) , (16)
where the action of the CV field theory reads as
1 . - = .
Hov [V, p.] = 3 (plulp) =i (w]p) — InZps [7 — ] (17)

We stress that w and p are two real scalar fields and that equations (16) and (17)
are valid for repulsive, attractive as well as arbitrary pair interactions. Moreover,
with the clever normalization of Wegner [26] for the functional measures there are
no unspecified multiplicative constants involved in equation (16) (see the appendix
for more details).

The CV transformation is clearly more general than the KSSHE transformation
since it can be used for a pair interaction w(1,2) which does not possess an inverse
and is easily generalized for n-body interactions (n > 2). The equivalence of the
CV and KSSHE representations (9) and (16) of Z[v] is readily established in the
repulsive case ( w(g) < 0) by making use of the properties of Gaussian integrals
(cf. equation (7)). In the attractive or in the general case we cannot propose a
convincing way (i.e. a non-formal one) in order to establish this equivalence.

2.4. Statistical average

In the sequel it will be important to distinguish carefully, besides the usual GC
average (A(C))cc of a dynamic variable A(C), between two types of statistical field
averages. At first the KSSHE averages are defined as

(1]

(Algl = ] / Dy Alg] exp (—Hx [, 0]) (18)

where A [p] is some functional of the KSSHE fields ¢ and, secondly the CV averages
are defined in a similar way as

(Alpslioy =201 [ PoDw Alpwlesp (“Hov b, (19

where A [p,w] is an arbitrary functional of the two CV fields p an w.
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3. Correlation functions

To establish the link between the usual theory of liquids and the two statistical
field theories which were introduced in sections (2.2) and (2.3) means to find the
relations between density correlation functions on the one hand and field (either
KSSHE or CV) correlation functions on the other hand. This is the purpose of the
present section.

3.1. Density correlations

The ordinary and truncated (or connected) density correlation functions of the
fluid will be defined in this paper as [12,27,28|

GMW(L,...n) = <Hﬁ<f’fi‘c>> :E[ly}éy(f;..g.[g]v(n)’

GOTRI, . ) = 5;/(2)1%55[53@ (20)

Our notation emphasizes the fact that the G™ (connected and not connected) are
functionals of the local chemical potential v(z) and ordinary functions of the space
coordinates (1,...,n) = (z1,...,x,). We know from the theory of liquids that [27,28]

G(”)vT[y](L . ,TL) = G(n)[V](l, Ce ,n) - Z H G(m)7T[V](i17 s >Zm) ) (21)

m<n

where the sum of products is carried out over all possible partitions of the set
(1,...,n) into subsets of cardinal m < n. Of course p[v](z) = G V|(z) =
G=D-T[y](x) is the local density of the fluid.

It follows from the definition (20) of the G™[v](1,...,n) that they can be reex-
pressed as KSSHE or CV statistical averages, i.e.

GW(,...,n) = <G§;g[v+<p](1,...,n>>K, (22)
GMW(L,...,n) = <Ggg[v—iw](1,...,n)>cv. (23)

However, the enlightening of these relations is not of a great use except for the
special case n = 1 which reads explicitly as

plvl(x) = (pus[V+ ¢l(2))k (24)
plrl(x) = (puslv —iwl(@))cy (25)

where pys[€](x) is the local density of the hard sphere fluid at point z in the presence
of the local chemical potential &(x).
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3.2. Field correlations

The correlation functions of the KSSHE field ¢ and the CV fields p and w will
be defined as

G&")[y](l,,,,,n) = <HQ0(:E1)> )
GM(,...,n) = <Hp(x,-)> ,
(A%

GM(1,...,n) = <Hw(xi)> , (26)
1=1 cv

and their truncated counterparts will be defined in the same way as in equation (21).
The relations between the field correlation functions (26) and the density correlati-
on functions G™[v](1,...,n) are easily obtained by introducing ad hoc generating
functionals and we quote here only the results referring the reader to the refer-
ences [10,29] for a detailed discussion.

i) relations between G\ and G

One has

!

)
) w(1,2) +w(l, w(2,2)GAT ] (1,2,
GWTA,...,n) = w,1).. .whn,n)G™T W] (1,... 0)for n>3,(27)

k = w(l,1)p(1

where we have adopted Einstein’s convention, i.e. space integration of variables
labeled by the same dummy indices is meant. It will be quite enlighting to
consider the GC correlations of the microscopic potential

N

Vi(z,C) = Zw(w,xi) = /Qd3x/ p(!,C))w(x,x') . (28)

=1

We readily deduce from equations (27) that

(2),T i T

GOTR(1,2) = (VOVE)  +w(12),

¢TI ) = (). V<n)>T for n>3. (29)
Y ) GC

Therefore the KSSHE field ¢(z) identifies itself “nearly” with the microscopic

field V(z) at a neutral point.
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i) relations between G5, GU” and G™
One easily finds that

n), T o n), T
G;) V] (1,....,n) =G [W(1,...,n), (30)
which was expected and that

GO W) (1, n) = ()" GPT (1, n) (31)

w

which was suspected. We stress that the above relations are valid for all n. In

particular, for n = 1 note that (p(z))q, = p(z) and (W(2))qy = 1<\7(I)> .

GC
The CV p and w are thus connected to the density of particles and the micro-
scopic potential respectively. We have therefore the correspondence ¢ « —iw

which will be a guideline in the sequel.

4. Mean field theory

Contrary to the situation which prevails in the theory of liquid, the term “mean-
field” approximation is defined unambiguously in statistical field theory. It consists
in neglecting field fluctuations and in approximating the grand potential (i.e. the
logarithm of the partition function) by minus the action at its saddle point [1]. In this
section the KSSHE and CV theories will be considered at this level of approximation.

4.1. KSSHE representation

The mean-field (MF) or saddle point approximation of the KSSHE theory will
therefore be defined by the set of relations [10,19]:

Ewr [v] = exp (—Hxk [v, ¢o]) , (32)
where, for ¢ = ¢q, the action is stationary, i.e.

5HK[V7§O]

~0. 33
5SO ¥o ( )

Replacing the KSSHE action by its expression (10) in equation (33) leads to an
implicit equation for ¢:

’

900(1) = w(1> 1/) PHS [ﬁ—i— 900] (1 ) ) (34)

which reduces to

wo = w(0) pus [V + o] (35)
for a homogeneous system. It follows from the stationary condition (33) that the
MF density is given by

. 6 h’l EMF [V]

pur [V] (1) = o) pus [V + o] (1) , (36)
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and that the MF grand potential reads

1
InEyr [V] = InEns [T + o] — 3 {omp|w|pmr) (37)

Moreover, the MF Kohn-Scham free energy defined as the Legendre transform
BAwr [p] = sup {(p|v) — In Enr [v]} (38)

is found to be the convex envelop of

8w 6] = B us ] = 5 {plule) + 5 [ Ao w(O)p(a). (39)

It can be shown [10] that Ay [p] constitutes a rigorous upper bound for the exact
free energy A [p] if the interaction is attractive (w(g) > 0) and a lower bound in the
converse case (w(q) < 0).

Finally, the pair correlation and vertex (or direct correlation) functions at the
zero-loop order which are defined respectively as

(52 In EMF [l/]

Grb (L) = e (40)
el - ol (1)

are given by
G302 = (1-wrGlP+@l) *CAP+el(12), (@)
Cin(1,2) = —GR7(1,2) = CRR(1,2) + w(1,2) . (43)

We note that these relations coincide with the old random phase approximation
(RPA) of the theory of liquids [12]. Taking advantage of the arbitrariness of w(r) in
the core on can choose a regularization potential such that the pair correlation func-
tion g(r) = 0 for r < o, then we recover the ORPA (optimized RPA) of the theory
of liquids [12]. To be complete let us point out that it follows from equation (27)
that the free propagator of the KSSHE field theory is given by

®,

C0p(1.2) = (1 - wx G+ (1L2)) xw(1,2). (44)

4.2. CV representation

An analysis similar to that of section (4.1) can be made in the CV representation.
The MF level of the CV field theory will be defined by

Emr (V] = exp (—Hev [V, po, wo]) (45)
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where, for p = py and w = wy the CV action is stationary, i.e.

5HCV[V7PJW] :5HCV[V7P7W]

=0. 4
op ow 0 (46)

(po,wo) (po,wo)

Replacing the CV action by its expression (17) in equation (46) yields a set of two
coupled implicit equations for py and wy:

0 = w(1,2)po(2) +iwo(1)

0 = po(1) = pas [V — iwo] (1) . (47)

If we define g = —iwy, then the two previous equations can be rewritten
¥Yo = w(17 2))00(2) )
po(1) = pus[7+ wo] (1), (48)

which shows that, as expected, ¢y coincides with the saddle point of the KSSHE
field theory (cf Sec 4.1). Moreover a direct calculation will show that

InZEpp [V] = —Hk [V, wo] = —Hev [V, po,wo - (49)

Therefore the local density, the grand potential, the free energy, the correlation and
the direct correlation functions coincide at the MF level in the CV and KSSHE field
theories.

5. Loop expansion

The loop expansion is a useful tool of statistical field theory [1]. Away from the
critical point it yields approximations for the free energy beyond the MF level.

5.1. Loop expansion of the grand potential

The loop expansion of the logarithm of the partition function of a scalar field
theory can be found in any standard textbook, see e.g. that of Zinn-Justin [1]. In
the case of the KSSHE field theory we have just to reproduce the known results.
One proceeds as follows. A small dimensionless parameter A is introduced and the
loop expansion is obtained by the set of transformations

¢ = oo+ A",

mEp] = /\ln{ /DX exp( [Aw]>}

= MmEO ]+ AIED ] + N ZE® 1] + 0N, (50)

where (g is the saddle point of the KSSHE action. The expansion of In Z [v] in powers
of A is obtained by performing a cumulant expansion and by making a repeated use
of Wick’s theorem. At the end of the calculation one set A = 1.
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In order to obtain a loop expansion of InZ in the CV representation a little
homework is necessary. In this case we are led to introduce the following set of
transformations

= po+A0p, (51)
w = wy+ \w, (52)
In=y] = Aln {/de Diw exp (—M)} : (53)

where (pg,wp) is the saddle point of the CV action. The form retained in equati-
ons (51) and (52) is imposed by the exact relation (w)qy (1) = iw(1,1) (p)oy (1)
(cf. equations (30) and (31) for n = 1). Then one performs a cumulant expansi-
on of (53) and use the appropriate version of Wick’s theorem (i.e. for two coupled
Gaussian fields p and w). The derivation is detailed in reference [29] and will not
be reproduced here. One finds that the KSSHE and CV loop expansions of InZ [v/]
coincide at each order of the expansion (i.e. the InZ™ [v] are the same) which was
expected.
Of course ZO) [v] = Zyr [v]. At the one-loop order one finds [10,29]

E(l) [V] _ NA% IDQP €xp (_% <90|A<P0|90>>

(54)
No [ Do exp (=3 (plulp))
where we have adopted Zinn-Justin’s notations for the free propagator [1]
AL (1L,2) =w ' (1,2) = G " 7+ o] (1,2) - (55)

Of course A, (1,2) coincides with Gfo ur(1,2) as can be seen by comparing equa-

OO0 &

Figure 1. Diagrams which contribute to InZ® [v]. D, and D, are irreducible
while Dy, is reducible.

tions (44) and (55). If v is uniform then the system is homogeneous and A, (1,2)
takes on a simple form in Fourier space, i.e.

X - w(q)
el G T el (@) o0

and, in this case, the Gaussian integrals in equation (54) can be performed explicitly
(cf the appendix for more details). One finds that

w0 =~ [1n (1= TR 7+ 0l @) - (57)

q
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The second-loop order contribution In = to the grand potential has a complicated
expression involving the sum of three diagrams sketched in figure 1

m=? [v] = D, + Dy + D, . (58)
More explicitly one has [1]

1
D, — g/ﬂdl...dzl Ay (1,2)A,,(3, 4G T [7 4 @0 (1,2,3,4),

1 ! ! ! ’ /
D, = g/Qou...d?, d1'...d3" ALy (1,2)A,(1,2)A4,(3,3)

X G T 7+ 0ol (1,2,3)GI T 7+ 0] (1,2,3),
1 / ! ! / !
D, - E/dl...d?) .. d3 AL (1,1)A,(2,2)A,,(3.3)
Q

x G "7+ 90 (1,2,3)G5 T [7 4+ o) (11,2,3) . (59)

As they stand, the above relations are not particularly useful for practical applica-
tions (even in the homogeneous case) since they involve the three and four body
correlation functions of the reference HS fluid. We will introduce some reasonable
approximation in section (5.2) to tackle with this horrible expression. Quite remark-
ably it has been shown recently that for a symmetric mixture of charged hard spheres
In=® has a much more simple expression which involves only the pair correlation
functions of the HS fluid as a consequence of local charge neutrality [19,23].

5.2. Loop expansion of the pressure and the free energy

In this section we restrict ourselves to the homogeneous case, therefore In = [v] =
VPP (v), where P denotes the pressure and SA[p] = VGf(p) where f is the
Helmholtz free energy per unit volume. The two-loop expression that we derived
for P in section (5.1) is too complicated to be of any practical use since it involves
the 3 and 4 body density correlation functions of the HS fluid which are unknown,
whereas G%’T is known approximatively, for instance in the Percus-Yevick (PY)
approximation [12]. A simple but coherent approximations for GS%’T and Gg%’T
will be now proposed.

Recall first that it follows from their definitions [27,28] (see e.g. equations (20))

that the Ggs) T'[v] satisfy the following relations

) n D),
mG%S)’T v (1,...,n)= G%sﬂ) T v (,...,n,n+1). (60)

For a homogeneous system (in which case v is a constant) one infers from this
equation that

n an n
/le ...dn G%SH)’ W@, onon+1)= 5y P (v) = p%s) (v) , (61)
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where pps (v) is the number density of hard spheres at the chemical potential v. In
the rest of the section we will adopt the following approximation

G T, n) = o (1) 6(n, 1) 6(2,1) for n =3 (62)

Note that this hypothesis is coherent with the exact relations (60) and (61). How-
ever, we keep the full G4 T[] (1,2) = GE0 T [1] (1) with the assumption that it
is a known function of x5 (in the PY approximation for instance). Thus the free
propagator A, (x12) has a well defined expression as well. It is not difficult to con-
vince oneself that the set of approximations that we have introduced is reasonable
as long as the range of the KSSHE field correlation functions is (much) larger than
the range of the HS density correlation functions. This will be true if w is a long
range pair interaction (near the Kacs limit for instance).

With the hypothesis (62) it is easy to obtain the two-loop order approximation
for the pressure. One finds

BP(v) = BPOw)+ \3PW(v) + N8P (v) + O(\?)

2
ﬁp(0)<y) = ﬁPMF(V):PHs(ﬁ—i—ng)_ 0

2a(0) ’
PO) = 5 [0 (1= B@ER T+ el @)
5 @]° 2]
BP? () = %Afﬂ)(o) + m&po(o)Aio(()) + @ / d’z AZ (z) , (63)

8

where pi" = p") (7 + @) and [, = [ &q/(2n)°.

The free energy (f(p) is obtained as the Legendre transform of SP(v). The
calculation is lengthy and tricky and we must contend ourselves to give the final
result (see reference [29] for the complete proof). Setting A = 1 one finds

81(6) = Bistr) = e+ 5 [ (i (1= 500) G, (@) + 00}

(3) 1 [ (2)}2 [ (2)}2
P P P
- ?Ai(o) + gAi(O) FORT /d3a: Ad(z) (64)

where the HS pair correlation function Gfig , must be evaluated at the density p
and, similarly,

< w (q)
A = — . 65
G e (95)

Finally, in equation (64)

1 2
PO ) — opl”  —vi(p)
- 1 9 - - 3
VI({S) (p) Ov |:Z/I(_Ils?(p)]
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2 2 3 1
Lo 3R] R
P() = = ) (66)

» 2]
v

where 154 (p) denotes the nth derivative of the HS chemical potential with respect
to the density (it can be computed within the framework of the PY or Carnahan-
Starling approximations, for instance [12]). Some remarks are in order.

i) It must be pointed out that, quite unexpectedly, the reducible diagram D, does
not have to be cancelled by the Legendre transform. Usually, in statistical field
theory it is the case (cf. [1]). The reason is that the chemical potential v is
not the field conjugate to the order parameter m = (p)y of the KSSHE field
theory. However one of us have shown elsewhere [19,23] that for the symmetric
mixtures of charged hard spheres only irreducible diagrams contribute to 5f?).

ii) The two first terms of equation (64) (i.e. the one-loop order result) supplement-
ed by equation (44) for the pair correlation function are exactly constitutive of
the RPA theory of liquid. The full result including the two-loop contribution
is a new approximation as far as the authors know.

iii) All the quantities which enter equation (64) can be computed numerically
(for instance in the PY approximation). However we stress once again that
the validity of equation (64) is restricted to long range pair potentials (for
instance w(r) = ¥3®(r/vy) with v — 0) and we are not aware of the exact
results (i.e. obtained by Monte Carlo simulations) which would allow us to
test the validity of our expression for the free energy for such kind of fluids.

6. Conclusion

Using the CV method we have reconsidered the basic relations of the statistical
field theory of simple fluids that follow from this approach. Contrary to the KSSHE
theory [10] the corresponding CV action depends on two scalar fields, the field p
connected to the number density of particles and the field w conjugate to p, con-
nected to the local potential. Explicit relations between field and density correlation
functions were obtained.

For a one-component continuous model of fluid, consisting of hard spheres inter-
acting through an attractive pair potential, we have calculated the grand partition
function for both versions of statistical field theory using the loop expansion tech-
nique. As it was expected, at all the orders of loop expansion considered, both
versions of the theory produced indeed the same analytical results. The expressions
for the pressure as well as for the free energy were derived at the two-loop level. It
yields a new type of approximation and Monte Carlo simulations are wanted to test
its validity.

From our analysis of the CV and KSSHE transformations we can also conclude
that the former has some important advantages which could be very useful for more
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complicated models of fluids. In particular, it is valid for an arbitrary pair potential
(including a pair interaction w(1,2) which does not possess an inverse) and is easily
generalized for the case of n-body interparticle interactions with n > 2.

The statistical field theory of liquids is still in its infancy and many advances
including the implementation of Wilson’s ideas regarding the renormalization group
for the study of gas-liquid critical points are likely to be achieved in the future, this
being at least the hope of the authors.
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Functional measures and integrals

In this appendix we give some details concerning functional measures and in-
tegrals. Let us consider a real scalar field ¢(z) defined in a cube Cs of side L and
volume V = L3. We assume periodic boundary conditions, i.e. we restrict ourselves
to the fields which can be written as a Fourier series,

o) =25 3By (67)

qeEA

where A = (27/L) Z? is the reciprocal cubic lattice. The reality of ¢ implies that, for
q # 0 ¢, = ¢*,, where the asterisk means complex conjugation. Following Wegner
[26] we define the normalized functional measure Dy as

de
Dy = —L 68
i ql}\ V2V (68)
dp,dp_, = 2dRep, dlmyp, for ¢ # 0. (69)
Equation (6) can thus be conveniently rewritten as
dyo dRegp, dImgp,
Dy = , 70
o= = (70)

qEN*

where the sum in the right hand side runs over only the half A* of all the vectors of
the reciprocal lattice A (for instance those with ¢, > 0). The normalization constant
of equation (6) can thus be explicitly evaluated as

N = /Dsa exp (—% <90|w_1|90>> = exp G Zlnﬁ(Q)> ~exp (g /qln@(Q)> :

qeEN
1

~—

(7
where w(1,2) is positive and satisfies w(1,2) = w(2,1) = w(z12) and (27)? fq
[ d*q. Tt is worth noting that in this case we have trivially N,-1 = 1/A,. More
generally and with the same hypothesis we have the two useful identities

exp () (el = N [ D exp (=5 (ol lo) + ) (ele))

— exp (+()y elule)) | (72

where w is a real scalar field.
Now we define the “functional delta” distribution dz [\ as

dr [N = /Dw exp (1 {(wl\)) , (73)
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where both w and )\ are real scalar fields defined on C. Since

(W) = /cd% (@) (z) = %Z@qxq ,

qeA

it follows from equation (6) that we have more explicitly

Sr [N = V21V 6 (XO) I1 [wv 5 (Rqu) 5 (IquH .

Therefore
/ DAGFN =1,

and, more generally
[ PAF W s~ da) = F [ra]

where F [)\] is some arbitrary functional of the field A(z).

(74)
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NMpeapcTtaBneHHA KOMEKTUBHUX 3MIHHUX ANS NMPOCTUX
MNJINHIB 3 TOYKU 30pY CTAaTUCTUKO-MNOJIbOBOI TEOPIii

X.-M.Kanonb !, O.Navarax?, |.Mpurnog,?

NabopaTopis TeopeTnyHOi disnkun yHiBepcuteTy MNapi-Cioa, 91405,
Opceit, PpaHuis

IHCTUTYT Pi3nkm koHaeHcoBaHnx cnctem HAH Ykpainu,

79011 JibBiB, ByNn. CBEHUiUbKOrO, 1

OtpumaHo 18 nunHsa 2005 p., B OCTaTOYHOMY BUMMSOj —
14 xoBTHSA 2005 p.

3ano4yaTkoBaHuin B poboTax npodecopa Irops KOXHOBCLKOro MeTo., Ko-
NEKTUBHUX 3MiHHUX (K3) 6yB yCMilLHO PO3BUHYTUM A0 OMUCY KIIACUYHUX
CTaTUCTUYHUX CUCTEM YKPAIHCbKOIO LLKOJOW. B gaHin poboTi ocHOBM
i CTpykTypa npenctaBneHHs K3 onsa pigvH BUMBYAETLCA 3 TOYKU 30pYy
CTaTUCTUKO-NOMBLOBOro nigxony i MOPIBHIOETbCA 3 iHWMMW TOYHUMM
TeopisiMu, LLLO BUKOPUCTOBYIOTL NepeTBopeHHs Mabbapaa-CTpaTtoHoBMYa.
Onsa Bunagky npocToro navHy OTPMMaHO BMpas Afg BiflbHOI eHeprii B
060X BepcCisx Teopii i nokasaHo, Wo OTPUMaHi pe3ynsTaTh CniBnagaTb
B KOXHOMY MOPSAAKY MET/IEBOro PO3BMHEHHS. Pe3ynstatu, oTpumaHi B
OJHOMNETNEBOMY HABMXEHHI € iAEHTUYHUMM OO OTPMMaHUX B Habnu-
XeHHi xaoTnyHux dad. lMpoTe, ABoNeTneBe HAGIMXEHHS OAE HOBUNA
BUpa3 oS TUCKY i BiNbHOI eHeprii i € HOBUM TUNOM HabNNXKEHHS!.

Knio4oBi cnoBa: crarcTnko-nosiboBa Teopis, NeT/1eBe PO3BUHEHHS,
KOJIEKTUBHI 3MIHHI

PACS: 05.20.Jj, 05.70.Ce
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