PHYSICAL REVIEW A

VOLUME 32, NUMBER 5

NOVEMBER 1985

Weighted-density-functional theory of inhomogeneous liquids and the freezing transition

W. A. Curtin and N. W. Ashcroft
Cavendish Laboratory, Cambridge University, Madingley Road, Cambridge CB3 OHE, United Kingdom
and Laboratory of Atomic and Solid State Physics, Cornell University, Ithaca, New York 14853-2501*
(Received 22 July 1985)

Starting from an exact expression for the Helmholtz free-energy functional of an inhomogeneous
classical liquid, an approximate functional is presented which depends on a weighted average of the
physical density. It retains the nonlocal character of the exact expression, but requires only the prop-
erties of the homogeneous liquid. A physical choice of the weighting function used to construct the
weighted density is made by appealing to the structure of the homogeneous liquid. The resulting
weighted-density approximation (WDA) corresponds to an approximation for some of the third- and
higher-order terms in a density-functional expansion of the true free ¢nergy, the first-, second-, and
a subset of higher-order terms being retained exactly. In this respect the theory differs crucially
from earlier functionals based on weighted-density ideas. As an application of the WDA, the freez-
ing of simple liquids is considered within the framework of mean-field theory and is briefly com-
pared to previous theories. In particular, the freezing transition of the hard-sphere system is studied
using the WDA formalism, the resulting freezing parameters and the equation of state for the solid
being in good agreement with computer-simulation studies. '

I. INTRODUCTION

The theory of classical liquids has progressed rapidly in
recent years largely as a consequence of the advent of
functional methods’? and the availability of computer-
simulation data.> The thermodynamic potentials of these
systems are all unique* functionals of density, or of an
external potential, and the formal statements which can be
made as a result of this uniqueness have provided a guide
for approximate functional theories. In addition, func-
tional perturbation theory introduces a systematic ap-
proach to the study of both uniform and inhomogeneous
liquids. For inhomogeneous systems, the natural expan-
sion variable is, of course, the one-particle density p(r).
The free energy F[p] also can be modeled by a local-
density approximation, which consists of approximating
Fby Fip= f dr f(p(r)), where f is the free-energy den-
sity of a homogeneous liquid. On occasion, the first non-
local correction to Fyp is also included. The application
of such approximate functions usually requires an accu-
rate knowledge of the properties of homogeneous liquids
over a wide range of densities. The success of these ap-
proaches is, however, mixed. For example, calculations of
the liquid-vapor surface tensions and surface profiles of
simple liquids and monovalent metals are in reasonable
agreement with experimental results where available.>®
On the other hand, results for liquids in contact with a
rigid wall are on the whole less encouraging, since it is not
clear that the oscillations in the density profile near the
wall or the subsequent wetting phenomena are accurately

described.” Nevertheless, the functional ideas have been .

sufficiently successful that they have been extended to
consider the formation of a solid from a liquid, about
which we will have much more to say below.

Work on the liquid-based theory of freezing has tended
to view the emerging solid as a grossly inhomogeneous
liquid with a rapidly varying one-particle density p(r) re-

32

flecting the lower symmetry of a lattice.3~!* In what fol-
lows, we will also retain this statistical (i.e., non-phonon-
based) view of the solid. Given such a picture, a number
of recent approaches to freezing have applied functional
perturbation theory,”!® with the uniform system taken as
the zeroth or unperturbed system. Generally the key ob-
jective is the determination of the solid and liquid coex-
istence conditions. In the calculations reported in the
literature, they are often found to agree quite well with ex-
periment. Yet, in spite of this agreement, the application
of low-order perturbation theory (i.e., linear response) to a
case in which the density variation typical of a solid is
a priori strongly varying would not appear to be well
founded. Indeed, for the hard-sphere system it has al-
ready been found'* that the partial inclusion of the next-
higher-order terms in a direct density expansion has rath-
er important consequences in the calculations of its freez-
ing transition.

The primary purpose of this paper is to provide a foun-
dation for a functional description of the inhomogeneous
liquid which, as we shall see, circumvents some of the
above difficulties. We present an approximate free-energy
functional which is constructed in such a way that the
free-energy density of an inhomogeneous liquid at a given
point is interpreted as that of a homogeneous system, but
taken at an auxiliary density which depends parametrical-
ly on the chosen point. The appropriate density is ob-
tained approximately by weighting the physical density
over a physically relevant range about the given point.
The resultant weighted-density approximation (WDA)
thus accounts by construction for the short-ranged, nonlo-
cal effects present in a real, interacting inhomogeneous
liquid at the given point. The approximate functional has
no local-density piece and for this reason is expected to
give much better results for highly inhomogeneous sys-
tems (such as the developing solid) than functional ap-
proximations involving local-density contributions. We
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note here that the functional we will discuss is similar to
one used by Tarazona;" although ad hoc, Tarazona’s
scheme succeeded in locating a first-order phase transition
for simple liquids in qualitative agreement with simula-
tion studies. In addition, good results for the liquid in
contact with a hard wall were also obtained. However,
the status of this approach has not been established, in the
sense that the chosen free-energy functional is somewhat
arbitrary and has not, as yet, been shown to result from a
well-defined approximation of the exact functional. We
mention here that the WDA also has an analog in the
electron-gas problem (where effective densities are fre-
quently employed) as an approximate exchange-
correlation energy functional and has been analyzed in
that context.'®

The secondary aim of this paper is the determination of
the liquid-solid transition in simple systems, which we
pursue through an application of the WDA. This approx-
imation does lead to such a transition, and we find the
freezing parameters for the classical hard-sphere solid to
be in reasonable agreement with computer-simulation
studies. More importantly, the physical picture of freez-
ing which emerges is one which depends solely on the na-
ture of the weighted density with no further crucial or
ad hoc approximations invoked. At sufficiently high
average densities the solid phase becomes stable relative to
the liquid of the same density. The reason for this is that
in spite of the loss of the communal-like entropy present
in the liquid resulting from the localization of the parti-
cles to lattices sites, there is a gain in entropy from locali-
zation (the entropy is less negative) resulting from a de-
crease in particle interactions, each particle sensing to a
far lesser extent the presence of its now localized neigh-
bors. This more than offsets the lost entropy. The excess
free energy of the solid is interpreted in the WDA as that
of an effective liquid of much lower density than the aver-
age solid density. It is precisely such a low-density liquid
that is required to approximate the correlations in the
solid, and the description arises naturally in the WDA, as
we shall see below. The picture presented here goes
beyond the scope of the simple cell theories of the solid by
approximately including correlations between near parti-
cles, correlations which are naturally built into a phonon-
based description of the solid. As we shall see, the result-
ing equation of state and free energy for the solid are both
good.

In the next section we will begin by examining the exact
free-energy functional of an inhomogeneous liquid and
then describe in detail the approximation we make to ob-
tain a weighted-density functional. We then proceed to
derive an explicit expression for the optimal weighting
function, optimal meaning here that all known relations
between two-point functions and functional derivatives of
the free energy are preserved in the homogeneous liquid
limit. We are then able to provide an interpretation of the
content of the WDA. In Sec. III we present the function-
al approach to freezing, discuss previous approximate
freezing theories, and briefly compare them to the WDA,
for which arguments can be given to show that it is the
preferred approach, to date. In Sec. IV we study the
freezing of the classical hard-sphere liquid within the

W. A. CURTIN AND N. W. ASHCROFT 32

WDA and compare our results to computer-simulation
studies. Section V presents further discussion and con-
clusions.

II. FORMALISM: THE WEIGHTED-DENSITY
APPROXIMATION (WDA)

We shall restrict our discussion to simple monatomic
systems in which the particles interact through pairwise,
spherically symmetric potentials ¢(7). For N atoms in a
volume V the underlying microscopic Hamiltonian is thus

N 5 . N N
H=3P/2m+33 3 $r—1)) . (1)
i i j

At temperature T (8=1/kT) and for single-particle den-
sity p(r) the intrinsic Helmholtz free energy, a unique*
functional of the one-particle density p(r), may be written
exactly as

Flpl=Fu+7 [ [ dridrp(r)p(r)g(r—1)
1
X fo dag(r,rya), (2)

where a is introduced as a coupling constant for the pair
potential. In (2), g(r;,ry;a) is the pair correlation func-
tion for an inhomogeneous system with single-particle
density p(r) and pair potential a¢(r); it is also a function-
al of p(r). Fjq is the ideal-gas part of F. We rewrite F in
the compact form

Flpl=Fa+ [ drip(r)¥[p;ri], 3)
where .
L 1
Yipsrl=1 [ drplr)(n—r) [ dag(r,r;a) 4)

is the excess free energy per particle of the inhomogeneous
liquid at ry. It is clearly a functional of the density.

Since little is known about the details of g (r;,r;;a) and
W[p;r,] for inhomogeneous systems, practical approxima-
tions usually involve a knowledge of the properties of
homogeneous liquids. For homogeneous systems, the
functional ¥[p;r;] becomes merely a function of the den-
sity, W(p). Therefore, the most desirable approximation
to W[p;r,] using only homogeneous liquid information is
one in which the uniform reference density p(r;), at which
W(p) is evaluated, is itself a functional of the one-particle
density and satisfies

Y[p;r;]=¥Y(p(r})) , (5)

which guarantees that F is evaluated exactly. For the
hard-sphere system W(p) is a monotonic function of densi-
ty over the entire range of densities and the identification
(5) is unambiguous, in principle. In any case, the identifi-
cation is intractable in practice. To proceed further, it is
necessary to obtain the density p(r) of the equivalent
homogeneous system, which must be a functional of the
real density. We take p(r;) to be a weighted average of
the real density which we write, following Tarazona,'? in
the form ’

p= [ drw(r—rpr)p(r') . (6)

Equation (6) introduces into the theory a weighting func-
tion w(r;p) which has an essential dependence on the
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density p(r) to be discussed below. The function w should
be chosen physically not only to best approximate the free
energy F but also to reflect the range of nonlocality in the
exact functional (4). The weighted-density approximation
(WDA) thus consists of writing F[p] as

Fuwplpl=Fa+ [ drp(r)¥(@r,)) . (7)
Here,
W(p(r))=25(r)) [ dryp(r,—r))
X foldag:'_,(,‘)(rg—rl;a) (8)

has the interpretation that it is the exact interaction part
of the free energy per particle of a homogeneous liquid of
constant density p(r;) and pair correlation function g,.’;(rl).
Now, p(r;) appears in two places in (8). However, we may
substitute (6) for the p(r;) prefactor, interchange integra-

tions, and relabel coordinates to obtain
V() =1 [ drp(rwlr,—r;plr;)
X lfdl'3¢(l'3—-l'1)
1
X fo dag,';(,l)(n—rl;a) , 9)

so that p(r;) only appears in the evaluation of g% Equa-
tion (9) may be compared directly to (4), and we observe
that the WDA is actually an approximation only for

1
o(ry—r;) fo dag(r,r;a)

rather than for the full free energy per particle, ¥[p,r;].
Note that the term in large parentheses in (9) also depends
only on the coordinate r; and hence the range of nonlocal-
ity in (9) is precisely the range of the weight function.

It is now necessary to prescribe the weighting function
w(r;p). We first observe that the choice w(r)=38(r) leads

i
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to the well-known local-density approximation (LDA).
The LDA is not expected to be physically acceptable for
the case of a rapidly varying density, as is the situation we
face for a solid developing out of a liquid. For a less
singular choice, w will clearly serve to smooth out the
sharp density variations (which are overemphasized in the
LDA) to a degree determined by its spatial range. The
free-energy density at r will thus depend not only on p(r),
but also on an average of the density in some region about
r. As noted, little is known about the exact properties of
the inhomogeneous liquid, and so we will extract the op-
timum form for w by appealing to the homogeneous limit
of (7). In particular, we insist that w be chosen so that the
known relation between the direct correlation function
c¢@(r;p,) and the second functional derivative in density
of the excess Helmholtz free energy —®=F —F;4 be
strictly obeyed for the homogeneous liquid of density py.

The direct correlation function of the inhomogeneous
liquid is, generally,

2
p—®lpl (10)

(2) on)=—
¢ (rler:p)_ 6p(r2)8p(r,) .

The complex expression for ¢? resulting from the use of
O =Py simplifies considerably in the homogeneous lim-
it since many terms involving density derivatives of w
vanish identically. For example,

[ dr'p(r)aw /35— py(d/3p) [ [ drw(r—5p | =0,
where we have used the normalization requirement

[ drw(r —r;pir)=1 (11)

independent of r and plr). The uniform liquid direct
correlation function is given by

1y —r115p0) = — B(AW /3po)w (1, —113p0) — Bpo(d*Y /3pd) fdr”w(r—r";po)w(rz—r";po)
—Bpo(a‘ll/apo)fdr"{[8w(r2—r”;ﬁ’(r"))/8;6’][8[)’(r")/8p(r1)]+[8w(r1—r";ﬁ(r”))/aﬁ][SﬁTr”)/Sp(rz)]}.

For strongly inhomogeneous systems (such as a solid), the choice of p(r)=p(r) as the density argument in the weight
function is required for important reasons to be discussed below. Hence,

&plr) w(r,—r;p(r))
dp(r))  1— fdr"p(r")aw(r”—rl;ﬁ(rl))/aﬁ

and so w(r’'—r), which only depends on | r'—r |, must satisfy

—w(r—r1;p0) ,

cm(rz—r,;po):—ZB(B\Il/apo)w(rz——rl;po)—ﬁpo(az\ll/ap%)fdr"w(r”—rz;po)w(r”—rl;po)
— Bpo(0Y /3p,) fdr”[w(r,—r";po)aw(r2——r”;po)/apo+w(tz—r";po)aw(rl——r";po)/apo]. (12)

Alternatively, after Fourier transformation the condition
on w(k,pp) is

¢ @k ;p9) = —2B(3¥ /3po)w (k ;po)
—Bpo(d*W /8p3)w(k ;po)
—2Bpo(8¥ /3polw (k ;po)0w (k 3p9) /8py . (13)

T
In particular, for k—0, the compressibility rule reads

¢ 2(0;p) = — 28OV /3po— Bpod*W /dp3 , (14)
which is independent of the weight function, since

w(k =0,p9)=1.
We are now in a position to examine the content of the
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WDA. With w determined from (12), a functional expan-
sion of —®=Fwp—F;q about a uniform reference densi-
ty is guaranteed to be identical to an expansion of the true
® to second order in density differences. Explicitly, the
approximate free energy is

Fyp= id—% [ drdre®(r' —1;p0)
X[p(r)—pollp(r') —po]
_B fdrdr'dr"c%?;{)(r”,r',r;po)[p(r)-—po]
X[p(r)—pollp(r") —pol+ - - -

The higher-order direct correlation functions for the
homogeneous liquid, ¢™(ry, .. .,r,_1;p0), wWhich appear
in the higher-order terms of the functional expansion, cor-
respond within the WDA to well-defined approximations
and are obtained by taking further functional derivatives
of ®wp and then taking the homogeneous limit p(r)—p,.
Given that the higher-order direct correlation functions
are difficult to evaluate even for simple liquid approx1ma-
tions (e.g., the Percus-Yevick approximation), the ¢} for
n>2 are not easy to compare with their exact values
However, the exact relationship between c¢®(k,py) and
c™(k,k', ... ;po) given by

c™(k,0, . . . ;p0)=(3""2/3pf ~2)c Pk ;po) (15)

is preserved for all n. Now the WDA can be constructed
to preserve the direct correlation function ¢'? exactly for
both of the physically acceptable choices of density argu-
ment in the weight function, namely plr)=p, and
plr)=p(r). However, it is only the choice p(r)-—p(r) that
leads to higher-order correlation functions!® which also
satisfy (15). Since ¢? is assumed known, all two-point
functions and hence all the thermodynamic functions of
the homogeneous liquid are reproduced exactly in the
WDA. The WDA is thus an approximation which @) is
exact to lowest orders in the density variations, in the lim-
it of nearly constant density but with arbitrarily rapid
spatial fluctuations, (ii) includes terms to all'” higher or-
ders in a density expansion by providing approximate ex-
pressions for the three- and higher-point correlation func-
tions [the subset of terms involving (15) being included ex-
actly] and thus uses all available information from the
two-point functions of the homogeneous liquid, (iii) re-
tains an implicit functional dependence of ¥ on p(r), and
(iv) is expressible in a fairly simple, compact form, namely
(7). In addition, the WDA is devoid of a local-density
contribution to the excess free energy (i.e., w has no 8-
function piece). It therefore differs fundamentally from
previous approximations which also satisfy (i) in the near-
ly homogeneous limit but retain a local correction to the
excess free energy, even in the highly inhomogeneous
liquid.®

The nonlinear differential equation (13) for w(k;p,),
which has been previously encountered in the electron-gas
context,'® is difficult to solve. For the classical liquid,
neither of the desired boundary conditions [w (k =0,p,)
=1 and w(k— 0 ;py)—0] can be transformed into boun-
dary conditions in the density variable. For fixed k and
density, however, we may guess the desired solution to
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FIG. 1. Fourier transform of the weight function, w(k), vs
ko for the hard-sphere liquid in the Percus-Yevick approxima-
tion at densities po®=0.3, 0.5, and 0.7, respectively. w (k) is ob-
tained from Eq. (12) and requires ¢®(k), the two-particle direct
correlation function of the uniform liquid, as input. Note that
w(k) << 1 for ko >S5 at all densities. The oscillations in w(k)
shift to slightly larger k with increasing density. Inset: w(k) vs
ko for ko <5. Note the change in scale. w(k=0)=1 is re-

quired by normalization and the compressibility sum rule.

(13) and then iterate until satisfactory convergence is
found. Our first estimate for w (k,pg) is obtained by solv-
ing the quadratic equation which results when the deriva-
tive term in (13) is neglected. The proper root is deter-
mined by the k=0 and k— « boundary conditions at
fixed density. In practice, computation of the neglected
term using the initial solution and then iterating results in
convergence within 5—10 iterations to 1 part in 10*. The
resultant w(k,py) differs from the initial estimate by at
most 10% for the densities we consider. Figure 1 presents
our results for w(k,po) as calculated within the Percus-
Yevick approximation'® for a hard-sphere liquid with
hard-sphere diameter o which provides a convenient ana-
lytic form for the direct correlation function!® (see Sec.
IV). Figure 2 shows w(r,p,), the Fourier transform of
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FIG. 2. Weight function in real space, w(r) vs r/o for the
hard-sphere liquid in the Percus-Yevick approximation at densi-
ties po®=0.3, 0.5, and 0.7, respectively. The basic length scale
of w(r) is the hard-sphere diameter o, with w(r) positive for
r/o<1 and w(r) negative and small for /o> 1. Note the
scale change for /o> 1. The range of w(r) narrows with in-
creasing density.
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w(k,pp), at several densities, and it is clear that w
possesses the range of the short-ranged function c¢?
which, as noted originally by Ornstein and Zernike, is
characteristic of the range of interactions in the liquid
rather than the range of correlations. It follows that the
averaging range of p(r) [see Eq. (6)] is comparable to that
of the short-range interactions that exist in a uniform
fluid of density po (e.g., on the scale of the short-range
repulsive part of the pair potential). That this is physical-
ly reasonable may be seen by examining the exact func-
tional with the simple low-density, density-independent
approximation

g(ry,ra)=e P27
The coupling constant integral in (2) may be carried out
exactly for this g and the resulting free energy is

F=Fy++ [ [ drdrp(r)pr)(1—e #0710

which may be compared to (7) to tandem with (9). The
weight function which appears in (9) (and which is shown
for several densities in Fig. 2) is qualitatively similar to
the short-ranged quantity 1—e ¢, which, for the hard-
sphere potential, is simply equal to 1 for |r,—r;| <o and
zero elsewhere. The detailed behavior of w is, of course,
quite important in actual applications.

Equations (6) and (7) [with Egs. (12) or (13) prescribing
the choice of weight function] constitute the basis of the
weighted-density functional formalism to be used below in
an application to freezing. The application of this method
to inhomogeneous systems proceeds by minimizing
Fywplp] with respect to a suitably parametrized density in
order to find the appropriate density profile and free ener-
gy. As is usual with approximate density-functional tech-
niques, no strict variational principle applies to the ap-
proximate functional. Instead, Fwp is to be viewed as a
thermodynamic potential which is assumed to take its
maximum equilibrium value at some density.

III. FUNCTIONAL THEORY OF FREEZING

- We turn now to the application of the WDA to the
freezing of a homogeneous, simple liquid into a solid
structure characterized by an inhomogeneous one-particle
density. The discussion is valid for all types of solids:
crystalline, quasicrystalline, or glassy, and application of
the WDA to each is only limited by the ability to accu-
rately parametrize the one-particle density appropriate to
the solid of interest.

We begin with the grand potential Q[p] for a liquid of
density p(r), chemical potential p, and initially in the
presence of a one-body potential Vi, (r):

Qlpl=Flpl—p [ drpn)+ [ drpr)Ve(r) . (16)

The equilibrium density py(r) for this system is found by
applying the condition

[BQ/Sp(r)]po(,)=0 , (17)
which requires that py(r) satisfies
S8F /8po(r) —p 4 Vexy(r)=0 . (18)
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If we write ’
F=Fy—®=p"" [ drp(r){In[Ap(r)]—1} —®[p]
(19)

(with A the cube of the thermal wavelength), then (18) be-
comes

pol0)=A""exp[ — B — BV exs (1) +c Esp(r))]  (20)
and the corresponding grand potential is

Qlpol=—@lpol+B~"! [ drpy(r)[cVr;p(r))—1] .
21)

Here,

cV(r,p)=B5®[p]/8p(r) (22)

is the one-body effective potential acting upon a particle
but having its origin in the totality of interactions with all
other particles. It is the first member of the hierarchy of
direct correlation functions, of which the Ornstein-
Zernike function ¢'? [Eq. (9)] is the second. The gradient
of the natural logarithm of (20) leads to the first member
of the Yvon-Born-Green hierarchy.

A number of approaches to freezing into a crystalline
solid are based on the general mean-field results discussed
above.3 101214 'We note that the mean-field theory em-
bodied in (20) and (22) should be an acceptable theory of
the solid phase and hence of the liquid-solid transition
since the freezing transition is first order, implying the ex-
istence of a latent heat and a resultant suppression of fluc-
tuation effects. The dynamic solid is described by a one-
particle density p;(r) which possesses the space-group
symmetry of the assumed structure. In terms of the
reciprocal-lattice vectors { G} characterizing the solid
structure of interest, the density is expressed as

Ps()=p;+ 3 pge’oT . (23)
G

In several recent theories,”!® (20) is approximately solved
for p(r) G.e., ps,{ps}50) in the limit V ,—0. This is
achieved by expanding the effective one-body potential
¢V about its value for the uniform liquid at the coexist-
ing liquid density p; to first order in the difference
p(r)—p;. Subsequently, the set of {pg} is obtained self-
consistently, but usually only for a few of the smallest or
most important reciprocal-lattice vectors. Freezing is
then asserted to occur for that particular density p,(r)
which (a) satisfies (20) after expanding c‘!), and (b) satis-
fies Q[p,]1=Q[p,] after expanding both ¢!’ and ® in (21)
to lowest orders in the density difference.
The subsequent equations are

pG=(p1/V)fdreiG"exp [— fdr’cm(r’—r;pl)

X[ps(r)—pi]

for each pg retained and
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QUp11=0lp;1—(1/8) [ drlp,(r)—p1]
+(1/2B) [ drdrc®(r' —x;p;)
X[ps(t)—pillp(r)—p1] .  (24)

It should be noted that at this level of approximation the
only input required by the theory is the crystal structure
and the quantity ¢®(k =0,p,). Generally the density
change observed at freezing and the solid density itself are
given reasonably well by this limited first-order expansion
method. However, it is not easily extended to higher or-
ders because the requisite ¢™(r,, . .., T,;p;) are not readi-
ly available. The inadequacy of retaining only the low-
order corrections to the LDA is a well-known difficulty
for the electron-gas problem. Correspondingly, for the
classical fluid, Haymet!# has shown that the inclusion of a
limited set of third-order terms, involving of course ¢‘®,
does have important consequences on the predictions of
the theory. Moreover, in expanding about the coexisting
liquid density rather than the average solid density, there
is complete neglect of contributions to the free energy of
the form

AQ=[cy*V/n1+(n =1 /nly*, n>1 (25)

attributable to the nonzero fractional density change
n=(ps—p1)/p, upon freezing. Here, ¢ is the Fourier
transform of the nth-order direct correlation function
with all » —1 wave vectors set to zero, and is related to
c¢P(k =0,p;) by (14). The terms AQ are not negligible,
and it is therefore highly desirable to include corrections
to all higher orders whenever possible.

To compare the WDA approach to those of the density
expansion theories of freezing, we first note that the
WDA is exact to the same order as the theories which
reduce to (24). However, it also incorporates higher-order
terms, some terms being included exactly. The theories of
freezing based on density expansions may be recovered
from our approach by expanding c¢‘!’ about p;, truncating
at first order and then further expanding the uniform
liquid quantities ¢M(p,) and ¢‘?(p,) about the liquid den-
sity p;. Evidently, the WDA (with the properly chosen
weight function) provides a somewhat better basis for
studying the freezing transition than theories based on
functional expansions about the uniform liquid, despite
the fact that only information about the uniform system
is required in all theories to date. From a more physical
point of view, the earlier theories implicitly assume
[through the use of only ¢‘?(r,—r1y;p,)] that the structure
of a high-density liquid is able to accurately describe that
of a solid. We will see, via the inclusion of the higher-
order terms previously neglected, that if some uniform
liquid is to be chosen so as to best describe a solid, that
liquid should be a much lower density than the coexisting
liquid density.

The WDA functional is an approximation for the func-
tional ®[p] and thus makes a particular but approximate
statement about the form of ¢‘V(r,p(r)), which appears in
(20). In principle, the equivalents of (20) and (21) can be
studied directly without resort to further expansion. As
an alternative procedure, the density p;(r) of the dynamic
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solid can be parametrized and F minimized directly with
respect to ps(r) at constant average density p;, and p and
Q both calculated at the minimizing density. For fixed T,
freezing is attained when the chemical potentials and
pressures of the two phases are equal, i.e.,

wips)=plp) and Qp,)/V=Q(p)/V , (26)

thereby giving the coexistence densities and the solid den-
sity profile. The procedure just described has been carried
out by Tarazona, who initially used a simple density-
independent weight function w. More recently!> he em-
ployed an improved form for w which included some den-
sity dependence. While these choices do lead to a freezing
transition, the F[p] assumed in Tarazona’s work still re-
quires physical justification, and although the results are
reasonable, it remains difficult to see why. In particular,
it is not clear why weight functions appropriate to low-
density liquids give reasonable results for high-density
systems. We show below that even for a physically
motivated weight function, corresponding to the choice of
plr)=p;, freezing does not result even though the resul-
tant functional is exact to second order, includes terms to
all orders, and seems physically reasonable. We remark,
however, that the important corrections of (25), arising
from an expansion about py, are included exactly for any
weight function used since the compressibility (14) from
which all terms in (25) are derived is independent of w.
Further, the relation of the WDA approach to the theory
embodied in the approximate forms of (24) has not been
previously established We have now provided this con-
nection and have shown why the WDA as applied to the
freezing transition is to be preferred.

IV. FREEZING OF HARD SPHERES

The classical hard-sphere (HS) liquid is a traditional
testing ground for liquid theories because of the availabili-
ty of accurate computer simulations® and thermodynamic
functions.” =22 The HS liquid provides a satisfactory
description of many aspects of real dense liquids and for
this reason has also been a basis for perturbation theory.
Of particular interest here is the liquid-fcc solid transition
observed in simulation studies near p;0°=0.94. In the
following, we discuss (i) the thermodynamics of the uni-
form HS liquid to be used in describing the inhomogene-
ous solid, (ii) the parametrization of the solid density and
relevant length scales in the solid, (iii) the structure of the
weighted density, and (iv) the freezing transition for hard
spheres, using the WDA as described in the preceding sec-
tions. Although the hard-sphere system is chosen, the
general features of the weighted density, its role in deter-
mining the freezing transition and the physics underlying
the transition itself are not limited to the hard-sphere sys-
tem.

A. Thermodynamics of hard spheres
The hard-sphere potential is

w0, r<o
0 r>o

$(r)= @7
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and the excess Helmholtz free energy is thus entirely en-
tropic. There is no temperature scale and the only
relevant quantity is the packing fraction n=(7/6)po°.
The equation of state (EOS) for the uniform liquid is best
described by the semiempirical form suggested by Car-
nahan and Starling,?°

BP _1+7n+7*—7°
—;———- (I—n) , (28)

where P is the thermodynamic pressure. However, the
Percus-Yevick (PY) approximation provides an accurate
equation of state, as derived from the compressibility, and
an analytic form for the direct correlation function,!®
namely,

EE:L(ﬂi;aﬁ (29)
p 1—
and !

¢D(r;pp)= g’+:):':a)+c(r/a)3’ r<o 30)
where

a=—(1+2n)41—n)"*,

b=6n(1+5m)X(1—n)~*,
and

c =-;—1;a .

The excess Helmholtz free energy per particle ¥ may be
obtained by integrating the equation

BP/p=1+73(BY¥)/37 . (31)

To employ the WDA, we require c'? for the homogene-
ous liquid. We will use (31) for ¢'® and the correspond-
ing equation of state (30) in determining W. Despite the
high average solid density of 7, ~0.5, the Percus-Yevick
EOS will prove to be quite accurate at the weighted densi-
ties of importance in the freezing problem.

B. The solid density

To parametrize the solid density, we assume the one-
particle solid density to be a sum of identical Gaussians
centered on the solid lattice sites.?> The lattice structure
must be specified a priori; we use a single parameter a to

determme the width of each Gaussian. The precise form
524 12,13

ps(t)=(a/m)3? 3 exp[ —a(r—R)?*] . (32)
R

Here, a =0 corresponds to a constant density, i.e., a uni-
form liquid. We also observe that ao? >>1 corresponds to
sharp, nonoverlapping peaks centered on the lattice sites.
The solid density may also be written as a sum over the
reciprocal-lattice vectors (RLV) G of the solid [see Eq.
(23)] as

ps(1)=p;+p; 3 exp( — G /a)e’ST . (33)
G
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Both real and Fourier space representations will be useful,
as we shall see. For a fcc lattice, the lattice constant a is
related to the density by a=(4/p, )13, The nearest-
neighbor distance is thus d =a/v2=1.120 at p,0°=1.0,
and the smallest reciprocal-lattice vector, (2m/a)(1,1,1),
has the magnitude G, =6.89/0 at p,0°=1.0. Lastly, all
real-space integrations may be reduced to integrals over
the region 0Xz<y<x=<a/2 by elementary symmetry
considerations.

C. The weighted density

The general behavior of the weighted density may be
ascertained by simple arguments. The weight function w
has a range 0. Since the nearest neighbors of a given lat-
tice site R are more distant than o, at large values of a,
Ps(R) has important contributions mainly from the peak
at R. The remainder of the region of integration in (6)
lies in the very-low-density interstitial regions. Thus,
Ps(R) must be lower than the average density p;. In con-
trast, near the edge of the Wigner-Seitz cell, two or more
lattice peaks are well within the range of w, and p;(r) may
be larger than the average density in the interstitial re-
gions. The fact that w<O0 for r >0 accentuates the
difference between lattice site and cell-edge weighted den-
sities, although the average density remains unaltered.

The calculation of the self-consistent weighted density,
at fixed a and p;, is most conveniently carried out using
the RLYV description of the solid. Using (23), Eq. (6) takes
the form

p(r)=p;+ 3 pew(G;p,(r))e’CT, (34)
{G}

where pg=p; exp(—m?G*/a). Since all the reciprocal-
lattice vectors of the solid are larger than 2w /¢, the
w(G;p,(r)) are quite small in comparison to unity (see
Fig. 1), the variations in p,(r) will clearly be much less
drastic than those of the physical density p,(r). In addi-
tion, larger G’s are actually less important since both
w(G) and pg decrease with increasing G. In practice, a
careful truncation of the sum in (34) is required. We have
examined the weighted density at a lattice site,

Ps(R)=p, + 2 w(G;ps(R))pg
G

to determine the number of shells (RLV’s equivalent by
symmetry) which must be retained. Since w(G) oscillates
in sign, groups of shells either add or subtract from g, (R),
and the truncation should be performed with care in order
to take advantage of the cancellation between positive and
negative contributions to the weighted density. By re-
stricting the sum to the first 29 shells of RLV’s, we find
that 5,(R) is underestimated by at most 1% of the exact
value for the range of densities and a’s we consider.
Figure 3 shows the weighted density along the [100],
[110], and [111] symmetry lines of the solid at p,0°=1.0
and @0?=91.2. The real solid density normalized to its
peak value and calculated using (32) is also plotted. As
discussed, the weighted density is a local minimum at the
lattice sites where the real density is very large
[ps(R)o3=156.6]. The dips in Ps (1) near the cell edges in
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FIG. 3. The weighted density p,(x) (— — —) and the nor- FIG. 4. Localization-dependent part of the Helmholtz free

malized real solid density ps(x)/p,(0) ( ) vs x/a along the
[100], [110], and [111] symmetry directions of the fcc solid. The
average solid density is p,0°=1.0, the localization parameter is
ao?=91, and the peak solid density is pj( 0)03=156.6. The
weighted density is a local minimum at the lattice site x=0 and
Ps(x) is considerably smaller than p; over the region where p;(x)
is appreciable. The [110] densities are symmetric about
x/a=0.25, as required. The decrease in the weighted density
seen in the [100] and [111] directions for x /a > 0.25 is due to
the truncation in the sums over Fourier components in Eq. (33),
but has no physical consequences because ps(x) is vanishingly
small in this region.

the [100] and [111] directions are a result of the trunca-
tion in the sum over RLV’s but have no physical conse-
quences because the solid density is vanishingly small in
those interstitial regions. The solution for p,(r) of the
self-consistent equation (34), after truncation, requires an
iterative procedure at each r. We calculate p,(R) to 1
part in 10* and use the result as input to calculate g,(r).
After two iterations, the weighted density has converged
to within 1% of its fully iterated value.

D. The stable solid and the freezing transition

The existence of a (meta-) stable solidlike structure de-
pends on a delicate balance between those free-énergy con-
tributions favoring uniformity (¢=0) and those favoring
strong localization (a¢— o). At fixed p,, the Helmholtz
free energy will always have a minimum for a=0 corre-
sponding to the uniform liquid since an arbitrarily small
density variation will always increase F relative to that of
the uniform liquid. But it is also possible for F to be a lo-
cal minimum for a0, which may be understood by ex-
amining the a-dependent contributions to F. Only two
terms in (19) depend on a. The first of these derives from
the local, ideal-gas part of F,

BFa(a)= [ drp,(r)In[p,(r)/p,], (35)

which is a monotonically increasing function with increas-
ing a, as shown in Fig. 4. Accordingly, BF4(a) favors
the uniform liquid over any inhomogeneous configura-
tions. The second term depending on « is the excess free
energy

—B®(a)=P [ drp,(r)¥(p,(r)) (36)

energy BF(a) vs localization parameter ac? Also shown are
the ideal gas contribution BFj (a), an increasing function of «,
and the interaction contribution —B®(a), a decreasing function
of a. The total free energy BF(a)=BF;y(a)—BP(a) may thus
exhibit a local minimum for a0, indicating the existence of a
(meta-) stable solid phase.

also shown in Fig. 4. This is monotonically decreasing
with increasing a, and therefore favors very strong locali-
zation of the particles about the lattice sites. The interest-
ing behavior of —B®(a) results from the structure of the
weighted density. The integrand in (36) is dominated by
ps(r), and therefore only the volume within 1/Va of a lat-
tice site contributes appreciably to —B®(a). However,
this volume is precisely the region where the weighted
density, and hence W(p,(r)), is a minimum (see Fig. 3) and
hence —B®(a) decreases as a increases. The physical in-
terpretation of this contribution to F is that as localiza-
tion increases, each particle feels the effects of its neigh-
bors to a lesser extent than in the liquid because the neigh-
bors are localized at distances slightly larger (10%) than
the typical correlation distance for the liquid. The in-
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FIG. 5. Helmholtz free energy BF vs po® for the locally
stable solid ( ) and liquid (— — —). The pInA part of BF

is not included. For po®<0.96 the liquid BF is the global
minimum. However, above po®>0.96, the solid phase has the
lower free energy. The localization parameter a corresponding
to the solid phase is also shown at each density. The chemical
potential and pressure of each phase may be obtained from
BF/V  using the relations Bu=(3/3p)BF/V) and
—BP=BF/V —pPu. )
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TABLE 1. Liquid-solid coexistence data for the hard-sphere solid. The Lindemann parameter L is
related to the structural parameter a by L =(3/aa?)!/? for the fcc lattice.

Lindemann
parameter Peak in S(k)
Ps p1 Ps —pP1 As /kg L k S(k)
Simulation 1.04 0.94 0.10 1.16 0.126 7.15 2.85
Theory 1.025 0.905 - 0.12 1.31 0.104 6.90? 2.822

2Using the Percus-Yevick form for S(k). Using the more accurate Verlet-Weis parametrization (Ref.
22) would lead to a slight increase in k and a slight decrease in S (k) at the peak.

teraction contribution to the free energy of the dense,
highly localized liquid is evidently comparable to that of a
uniform liquid of much lower density. A lower effective
density near the lattice sites is just what is required to best
model the solid correlations by those of a liquid and arises
naturally in the WDA functional description of the inho-
mogeneous liquid. We will discuss this point in some de-
tail in Sec. V.

The two contributions to F(a) discussed above add and
can lead in principle to a minimum in F(a) at finite a, re-
flecting the competition of the local and nonlocal terms in
the free energy (see Fig. 4). As the solid density is varied,
the values of @ and F at which F is a minimum change.
Figure 5 presents the solid free-energy minima as a func-
tion of the average density p;, along with the free energy
of a homogeneous liquid of the same density. In addition,
the localization parameter a is shown at each density.
The liquid free energy is calculated using the Carnahan-
Starling equation of state, which is considerably more ac-
curate than the Percus-Yevick EOS for the high-density
liquid. At about po>=0.96 there is a change from the
liquid being the global minimum to the solid being the
global minimum in the free energy. We have not exam-
ined the absolute stability of the solid phase.

Two important points may be noted at this juncture.
First, we can now determine the consequences of choosing
a weight function which depends on p; rather than on
Ps(r). Such a choice would lead to a higher weighted den-
sity at the lattice sites, for which —B®(a) is larger, im-
plying the occurrence of the solid phase to be less favor-
able. In fact, F(a) possesses no local minimum at a0 if
the weight function depends only on the average density
ps- For freezing calculations, this observation points out
the importance of using the self-consistently-determined
weight function [i.e., p{r)=p(r)], which gives the best ap-
proximation for the higher-order correlation functions,

even though the real-space scale of the weight function is
roughly o for all reasonable densities. In essence, the
self-consistent w allows for the range of lower densities
required to describe the solid to be obtained while the al-
ternative choice for w artificially restricts the weighted
densities to values closer to the average density. Second,
since the important contributions to —pB®(a) are from
weighted densities much smaller than the average solid
density [e.g., from Fig. 3, 0.3 <p,(r)o> <0.5 in the region
where p,(r) is appreciable], the error introduced by using
the Percus-Yevick EOS for the solid is actually quite
small, and is much smaller than the error incurred by us-
ing the PY approximation at densities near p;0°=1.0.

To locate the hard-sphere freezing transition, we first
calculate the chemical potential and grand free energy per
unit volume of the solid phase from

plps)/V =0/3p[F(ps)/V]
and

o(ps)=Q(ps)/V =F(p;)/V —pgiu(p,) .

The corresponding quantities for the uniform liquid at
density p; are easily calculated from the Carnahan-
Starling EOS. The coexisting solid and liquid densities
are those satisfying u(ps)=pu(p;) and w(p;)=w(p;), as
mentioned earlier. We find p,0°=1.025—1.03 and
p10°=0.905—0.908 at coexistence, and hence a density
change upon freezing of p,0°—p;0°=0.12. Table I
presents our results for various thermodynamic quantities
and those obtained from computer simulation. The satis-
factory agreement between theory and simulation holds
not only at coexistence but over a wide density range, as
shown in Table II, which compares the free energy and
EOS obtained for the solid in the WDA with those of
simulation. The theory consistently deviates from ‘“‘exper-
iment” by only 5% and 10% for the free energy and EOS,

TABLE II. Free energy per particle and equation of state for the hard-sphere solid at various densi-

ties. ‘
Free energy per particle Equation of state
Solid density BF/N BP /ps
Ps Theory Simulation® Theory Simulation

1.000 4.391 4.661 9.14 10.26
1.025 4.623 4.868 9.62 10.84
1.050 4.861 5.099 10.16 11.54
1.075 5.108 5.354 10.89 12.28
1.100 5.370 5.663 11.62 13.12

2Extrapolated at lower densities from the data of Ref. 3(c) uéing the form suggested in Ref. 25.
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respectively. Improvements in the form of a better direct
correlation function and EOS for the liquid?**~?? are pos-
sible, but may not substantially improve the agreement
with simulation since the functional employed is only ap-
proximate at the outset. The general agreement, however,
is quite good and is to be attributed to the accuracy of the
functional we have used.

V. DISCUSSION AND CONCLUSIONS

We have formulated and discussed the foundations of a
weighted-density functional theory for classical inhomo-
geneous liquids. By optimally choosing the weight func-
tion, we have shown that the WDA corresponds to an ap-
proximate resummation of a functional expansion in den-
sity of the exact excess Holmholtz free energy which
preserves all the two-point correlation functions of the
homogeneous liquid. At the present stage of development
of inhomogeneous liquid theory, the WDA appears to be
the best approximation which can be made by using only
the known properties of homogeneous liquids. It results
in an expression for the excess free energy which has a
particularly simple form, involving an integral over the
exact excess energy of a homogeneous liquid but evaluated
at a weighted density. The latter is a nonlinear functional
of the physical density which preserves the nonlocality in-
herent in the exact functional. In applying the WDA to a
study of the freezing transition, we find that the WDA is
preferable to previous approaches based on truncated den-
sity expansions because the WDA retains terms to all or-
der in a density expansion, the first two terms of which
are given exactly.

We have also provided a detailed analysis of the freez-
ing of the hard-sphere liquid for which, as in most simple
systems, the liquid-to-solid transition is dominated by en-
tropy considerations. At sufficiently large average densi-
ties, the solid structure is thermodynamically preferred to
a uniform liquid of the same density because localization
of the particles about lattice sites leads to a higher entropy
from interactions despite an obvious loss of entropy due
to localization. The increase in interaction entropy is ac-
curately reflected in the structure of the weighted density,
which is a minimum where the real density is a max-
imum, and hence implies that the localized particles have
an excess entropy corresponding to that of a uniform
liquid of much lower density.

We have alluded a number of times to the importance
of a low-density liquid in describing the solid. To under-
stand why such a density is appropriate, we must compare
the particle pair correlations of the liquid, p}”, and the
solid pﬁ”. The pair correlation function p'?), defined as
the joint probability of two different particles being simul-
taneously within dr; of r; and dr, of r,, may be ex-
pressed as

pm(rz,rl)=p(r1 )P(l'g)g(l'z,l'l) ’

which serves to define g. In the homogeneous liquid, the
one-particle density is a constant and hence all the
structural information in p}z) is also contained in g;. In
the hard-sphere liquid, as an example, g is necessarily zero
inside the hard core and has a peak at r =0 which
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grows rapidly and sharpens with increasing density. Al-
though g; approaches its uncorrelated value g;=1 at large
distances, it greatly exceeds this value at ot for high den-
sities, being expressable in the PY approximation as

glot)=(143m)/(1—m)?.

Subsidiary oscillations in g; corresponding to further
neighbor correlations also grow with increasing density.

In contrast, the structure in p® of the solid is dominat-
ed by the highly structured ome-particle density which,
even in the supposed absence of two-particle correlations,
gives p§2) the long-range order characteristic of the solid.
The additional correlations contained in g; are only those
resulting from the presence of the hard core (which is
perhaps not to crucial since the localized particles are
separated by more than o) and from the correlations
(u(R)-u(R’)) between the displacements u(R) and u(R’)
of particles at the different lattice sites R and R’, respec-
tively. In fact, the Einstein model, which gives a reason-
able description of the high-temperature solid, assumes
g, =1, i.e., that no pair correlations between particles ex-
ist. Within a harmonic approximation for the solid, g
may be obtained from (u(R)-u(R’)) (although this is not
usually carried out) and is a relatively featureless function
in comparison to its liquid counterpart g;. In the hard-
sphere system, which is highly anharmonic, one expects
g(r) to be zero for r <o but to remain otherwise devoid
of any structure comparable to that of the dense liquid. If
one is to now ask for what density of liquid would g; be
most similar to g, (aside from the lattice structure which
will be built into g;), the answer is clearly a low density
since liquids of densities comparable to that of the solid
are too highly structured in physically inappropriate re-
gions.

The weighted density at which g; is evaluated in (9)
models the required behavior quite well. Near the lattice
sites, which are the only important regions in the solid,
the weighted density is small and the solid correlations are
likely to be best represented. Although the weighted den-
sity rises in the interstitial regions to satisfy normalization
requirements, the free energy is unaffected by its behavior
away from the lattice sites. Now the excess entropy can-
not be expressed only in terms of the low-order correlation
function g at a=1 (in contrast to other thermodynamic
quantities such as the internal energy and pressure).
Hence, the effective liquid density which appears in the
WDA is one which attempts to account for all the corre-
lations simultaneously and cannot be determined only by
examining g;. However, the above discussion gives a de-
finite interpretation of the role of the weighted density
and indicates why the results obtained for the excess en-
tropy are so good.

The ability to describe theoretically the excess entropy
in non-phonon-based views of the solid has long been a
problem. The “free-volume” theory,?* often compared to
the early simulation results, assumes that localizing the
particles to individual cells and neglecting correlation
motion is sufficient to describe the solid phase. This
model corresponds to an effective potential ¢‘!’ which is
zero at points in a cell more than ¢ away from the near-
neighbor sites and infinite elsewhere. The free-volume
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theory, although asymptotically exact in the limit of close
packing of hard spheres, does not adequately describe the
free energy of the solid phase at near coexistence densities
primarily because the correlations are neglected. A lack
of knowledge of correlation effects also hampered the ear-
ly developments of the statistical theory of solids, as
represented in the work of Brout.®! (Brout’s work did,
however, show how phonons evolve from the liquid view
of the solid.) The liquid-based WDA goes beyond a sim-
ple anharmonic Einstein model of particle interactions by
assuming the short-ranged, multiparticle correlations in
the solid to be liquidlike. The effective potential in the
WDA is thus a minimum at the cell centers but increases
away from R=0. And while it does rise sharply at points
a distance o from the near-neighbor sites, it is not infi-
nite, which reflects the fact that with correlated motion
included there exists a finite probability for particles to be
within o of the near sites. Since the short-ranged correla-
tions are most important to the entropy of the solid at
high temperatures, the neglect of the long-wavelength
correlations in the liquid-based approach (corresponding
to the small g phonons of the solid) does not lead to sub-
stantial errors. As a result, the WDA predicts free ener-
gies which are only 5% smaller and an EOS which is only
about 10% lower than the simulation values over the
range 1.0=p,0°<1.1. While it has been recognized that
the internal energy of a solid could be well-approximated
by replacing gyyiq by Ziiquia at the same density,”> our
scheme is apparently the first in which the solid free ener-
gy is also accurately obtainable within a liquid approxima-
tion.

As expected, an attractive potential, although crucial to
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the existence of the liquid-vapor transition, is not required
to obtain a liquid-solid transition. The inclusion of an at-
tractive interaction between particles has not yet been con-
sidered here. It would, of course, impose a temperature
scale on the problem but should not otherwise affect the
basic picture of freezing presented here. The WDA for-
malism, of course, is generally applicable to one-
component liquids with pairwise interactions of any form.

Finally, the WDA has been introduced as a general ap-
proximation for inhomogeneous liquids without any
specific assumptions made on the nature of the inhomo-
geneities. Nonetheless, even for the most inhomogeneous
of systems (the dynamic solid) the results we present are
good and suggest that the entire range of inhomogeneities
from nearly uniform liquid to highly inhomogeneous
liquid is within the scope of the WDA. In particular,
with a better understanding of the solid phase from the
viewpoint of liquid-state theory, the extremely interesting
properties of the solid-liquid and solid-vapor interfaces
may now be accessible theoretically. Our future work lies
in this direction. :

ACKNOWLEDGMENTS

This work was supported by the National Science
Foundation through the Materials Science Center at Cor-
nell University (Grant No. DMR-8217227A-01). We wish
to thank the Cavendish Laboratory for kind hospitality
and Mr. C. M. M. Nex for considerable assistance with
the Cambridge University computing facilities. One of us
(N.W.A) wishes to thank the John Simon Guggenheim
Memorial Foundation and the Royal Society for research
support.

*Present and permanent addresses, respectively.

13. L. Lebowitz and J. K. Percus, J. Math. Phys. 4, 116 (1963).

2R. Evans, Adv. Phys. 28, 143 (1979).

3(a) B. J. Alder and T. E. Wainwright, J. Chem. Phys. 27, 1208
(1957); (b) W. J. Hoover and F. H. Ree, ibid. 49, 3609 (1968);
(c) B. J. Alder, W. G. Hoover, and D. A. Young, ibid. 49,
3688 (1968).

4N. D. Mermin, Phys. Rev. 137, A1441 (1965).

5C. Ebner, W. F. Saam, and D. Stroud, Phys. Rev. A 14, 2264
(1976).

6S. M. Foiles and N. W. Ashcroft, Phys. Rev. A 30, 3136 (1984);
Y. Singh and F. F. Abraham, J. Chem. Phys. 67, 537 (1977).

7Y. Singh and F. F. Abraham, J. Chem. Phys. 67, 5960 (1977);
W. F. Saam and C. Ebner, Phys. Rev. A 17, 1768 (1968). For
an alternative approach to this problem, see R. M. Nieminen
and N. W. Ashcroft, Phys. Rev. A 24, 560 (1981).

8R. H. Brout, Phase Transitions (Benjamin, New York, 1965).

9T. V. Ramakrishnan and M. Youssouff, Solid State Commun.
21, 389 (1977); T. V. Ramakrishnan and M. Youssouff, Phys.
Rev. B 19, 2775 (1979); M. Youssouff, ibid. 23, 5871 (1981).

10A. D. J. Haymet and D. W. Oxtoby, J. Chem. Phys. 74, 2559
(1981); D. W. Oxtoby and A. D. J. Haymet, ibid. 76, 6262
(1982).

11Biman Bagchi, Charles Cerjan, and Stuart A. Rice, J. Chem.
Phys. 79, 5595 (1983), and references therein.

12M. Baus and J. L. Colot, Mol. Phys. (to be published).

13P. Tarazona, Mol. Phys. 52, 81 (1984); Phys. Rev. A 31, 2672
(1985).

14A. D. J. Haymet, J. Chem. Phys. 78, 4641 (1983).

150, Gunnarsson, M. Jonson, and B. I. Lundqvist, Phys. Rev. B
20, 3136 (1979).

16This may be easily but tediously shown by taking further func-
tional derivatives of the excess free energy, taking the homo-
geneous limit, and Fourier transforming the result.

17The importance of including terms to all orders in an expan-
sion, even if very approximately, was recognized by Tarazona
(Ref. 13).

18], K. Percus and G. J. Yevick, Phys. Rev. 110, 1 (1958).

19E. Thiele, J. Chem. Phys. 39, 474 (1963); M. S. Wertheim,
Phys. Rev. Lett. 19, 321 (1963).

20N. F. Carnahan and N. E. Starling, J. Chem. Phys. 51, 635
(1969). ‘

21Douglas Henderson and E. W. Grundke, J. Chem. Phys. 63,
601 (1975).

22G. Giunta, C. Caccamo, and P. V. Giaquinta, Phys. Rev. A
31, 2477 (1985).

23B. Firey and N. W. Ashcroft, J. Chem. Phys. 82, 2723 (1985).

24, A. Barker, Lattice Theories of the Liquid State (Pergamon,
Oxford, 1963).

25Randall S. Jones and N. W. Ashcroft, J. Chem. Phys. 80, 3328
(1984).



