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The structure of the strongly coupled uniform one-component plasma (OCP) in two and three di-
mensions and the density profile of a three-dimensional OCP near a hard wall are calculated by the
“Onsager-molecule” approach. We demonstrate that the structure of a strongly coupled plasma can
be calculated very accurately (nearly within the simulation uncertainty) by employing only the lead-
ing term in the strong-coupling expansion of the bridge function.

I. INTRODUCTION

The pair structure of a fluid of particles interacting by
the pair potential ¢(r) is uniquely determined from the
simultaneous solution of the Ornstein-Zernike (OZ) equa-
tion!

h(r=c(r)+p [drha(r—r|)e(r) (1.1)
and the closure relation
c(r)=—B¢(r)—In[g(r)]+h(r)—B(r) . (1.2)

Here p is the density, B is the inverse temperature 1/kzT,
h(r) and c (r) denote the pair and direct correlation func-
tions, respectively, and

glry)=h(r+1. (1.3)
Equation (1.2) contains the so-called bridge function'
B(r) which is a unique functional of the pair correlation
function h(r), i.e., B(r)=B{h(r)}. Although it is known
in the form of an expansion in highly connected h-bond
diagrams,''? the convergence of the expansion is generally
too slow for it to be applicable to calculations of the high-
ly correlated dense fluid phase.

Neglect of B(r) in Eq. (1.2) constitutes the
hypernetted-chain approximation (HNCA), which is at
best qualitative in the strongly correlated phase. The
most significant improvement over the HNCA has been
obtained by approximating the bridge function in (1.2) by
that of hard spheres, the adjustable hard-sphere diameter
being determined by imposing consistency between the
different routes to the thermodynamic properties. This
approach gives quantitative predictions for a variety of
potential models and over a wide range of state condi-
tions including the strongly correlated region® > and
gives support for some kind of universal behavior of the
bridge function at short range.>®

Here we follow a different route which consists of ap-
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proximating the bridge function by its asymptotic high-
density limit (AHDL). It has been shown recently by one
of us’ how the latter can be derived from the AHDL of
Eq. (1.2). For plasmas, which we will primarily be con-
cerned with here, the asymptotic strong-coupling state
associated with Egs. (1.1) and (1.2) can be characterized®
as an ‘“ideal” state (called Onsager state) in which the
thermodynamics are given by the sum of the individual
contributions of entities called ‘“Onsager atoms” (OA’s)
and “Onsager molecules” (OM’s), which will be defined
below. This ideal state is unphysical in the sense that the
sum of the excluded volumes of the hard cores of the
“molecules” and ‘“‘atoms” is equal to the volume of the
system. However, an expansion about this state is be-
lieved to be rapidly convergent over a wide range of cou-
pling parameters of physical interest. Preliminary results
for the three-dimensional (3D) one-component plasma
(OCP) in a uniform background have indeed shown’ that
this novel theory, which contains no adjustable parame-
ters and is thermodynamically fully consistent, nearly
reproduces the pair correlation function near freezing
within the statistical error of the computer simulations.

The purpose of the present paper is to present more
elaborate numerical results for the 3D OCP as well as re-
sults for the thermodynamics and pair structure of the
2D OCP and for the density profile of a nonuniform 3D
OCEP in the vicinity of a hard wall.

The general formalism leading to the AHDL limit of
B(r) is summarized in Sec. II. Explicit expressions for
the bridge functions are given in Sec. III. The inherent
consistency condition for the bridge functions together
with bridge function inequalities is discussed in Sec. IV.
In Sec. IV we also present and discuss the numerical solu-
tion of Egs. (1.1) and (1.2) using the AHDL bridge func-
tion for the bulk OCP in two and three dimensions [we
shall call this the modified hypernetted chain equation
(MHNC)]. MHNC results for the OCP near a hard wall
are given in Sec. V. Implications of this work and sug-
gestions for further studies are discussed in the conclud-
ing section, Sec. VI.
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II. ASYMPTOTIC STRONG-COUPLING
EXPRESSION FOR THE BRIDGE FUNCTION

In this section we summarize the different steps which
lead to the asymptotic strong-coupling limit of the bridge
function. To begin with, it is convenient to write the
bridge function in the form

B(r)=h(r)—c(r)—H(r), (2.1)
where H (r) is the ““screening potential’” defined by
H(r)=In[g(r)]+Bs(r) . (2.2)

The pair potential of a D-dimensional OCP is

d(r=(ZeYop(r) , (2.3a)
where
_ sgn(D —2)r2"P D=0
¢D(r)_ _ll’l("), D:2 (23b)

and Ze is the charge of an ion. A dimensionless coupling
parameter will be defined by

=p(Ze) a* ", (2.4)
where a is the ion-sphere (Wigner-Seitz) radius
a=[DT(D /2)/(27P"?p)]'/P (2.5)

[here T'(x) is the gamma function]. Throughout the
remainder of this paper all distances will be expressed in
units of a.

In the asymptotic strong-coupling limit (i.e., ['— o)
the following results have been shown to apply’ ~° (denot-
ing by a superscript « the leading asymptotic large T’
contributions):

he(r)=—1, r=2 (2.6a)
c*(r)=cnca(r)+Ac>(r), r=2 (2.6b)
c®(r)=—H>(r)=—B¢(r), r=2 (2.6¢)
B*(r)=0, r=2. (2.6d)

Recall’ that in the asymptotic strong-coupling limit
c”®(r), —H>(r), —B¢(r), and B>=(r) are of order T,
while A *(r)/I"=0, so that

B*(r)=—[c”(r)+H>™(r].

In Eq. (2.6b), c{inca (7) denotes the result of the HNC ap-
proximation [i.e., Eq. (1.2) with B(r)=0] which can be
expressed” 1© as the electrostatic interaction ¥ of two uni-
formly charged spheres of unit radius, unit total charge,
and separation 7,

Chinea(r)=—TW(r) . 2.7

The deviation of the asymptotic strong-coupling direct
correlation function from its HNCA value is’
Ac”(r)=—qlwl(r), (2.8a)

where w(r)=Q(r)/Q(r=0), and Q(r) is the overlap
volume of two D-dimensional spheres of unit radius at
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separation r. With Z and y denoting the compressibility
factor, P /pky T, and inverse compressibility, 3 (3P /dp),
respectively, then

g=—lim [(x—2Z)/T lgnca »

| R

(2.8b)

i.e., g is obtained from the ‘“ion-sphere” approximation to
the equation of state, which in strong coupling coincides
with the HNC integral equation result for both B =0 and
for the self-consistent B (7).

To obtain the asymptotic contribution to H(r) it is
convenient to express H (r) in the form [derived from the
definition of g (r) in the canonical ensemble'']

H(r)=—B{F{"[r,(N —2)]-F§[N1}+é(r) . (2.9

Here F is the configurational (excess over ideal gas) free
energy of the N-particle system (in a uniform neutralizing
background) and F$*[r,(N —2)] is that of the same sys-
tem but with one pair of particles kept at fixed separation
r forming a two-site charge cluster. F$* does contain the
intramolecular interaction ¢(r), so that H (r) is finite as
r—0.

In the limit ' — « (Refs. 8 and 9)

(FSX[N])OO:NUOA » (2.10a)

(F§*[r,(N —2)D*=(N—2)ugs tugpm(r), (2.10b)
and

H>(r)=Bd(r)—Pugm(r)+2Bugs - (2.11)

In Eq. (2.10a), ugy, is®® the self-energy of an Onsager
atom consisting of a point charge at the center of a neu-
tralizing unit sphere having the background charge densi-
ty. Similarly®® u gy is the self-energy of an Onsager mol-
ecule consisting of a pair of ions separated by a distance r
in a uniform neutralizing charge cloud of background
charge density. The shape of this molecule is determined
by the surface on which the electrostatic field vanishes.
Onsager molecules have the property to ‘dissociate”
whenever the distance between the two point charges is
larger than 2, i.e.,

uom(r)=2ug, for r=2 (2.12)
in accord with (2.6c¢).

An exact calculation of uqy(7) is straightforward,'?
but has to be done numerically. The corresponding
H*=(r) will be denoted Hqoy(r). The fact that ugp(r)
represents an optimal energy bound suggests analytic ap-
proximations. In particular, we shall consider the “On-
sager smearing bound”® (OSB), which satisfies the dissoci-
ation property (2.12). In this approximation every molec-
ular point charge is uniformly smeared inside a sphere of
radius b (in units of @) which is determined by optimizing
the corresponding Onsager bound to ugy. An explicit
expression of Hgg(r) for the 3D OCP can be found in
Ref. 8. However, at the present time, no analytic expres-
sion for the 2D case is available.

If the radius b is not optimized but taken equal to 1
then’
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H>(r)= [Hw(r)]nonoptimized OSB

=T'¥(r)=—cgncalr) . (2.13)

Since these estimates represent decreasingly accurate
lower bounds to a free energy, they do obey (as can also
be verified by straightforward electrostatic calculation)
the following exact inequalities:”"

HOM(r)SHOSB(r)S_C;}oHCA(") . (214)

As a result the corresponding asymptotic bridge func-
tions satisfy

BOM(r)ZBOSB(r)Z—Acw(r) . (2.15)

In the range relevant to the scattering problem of strong-
ly coupling plasmas, r * 1 [as g(r S1)=0, in strong cou-
pling], the deviations between the three estimates of
H>(r) in (2.14) are less than 1%. However, the corre-
sponding deviations in the B(r)’s are much larger and
may exceed 50%.

The bridge function as obtained from the nonoptimal
OSB is universal, i.e., it is the same for all potentials, and
equals

Buniversal(r)= —-Ac°°(r)=qFa)(r) . (216)

It thus represents the universal component of the strong
coupling B(r), which can be conveniently written in the
form

Bom,o0s8(7r)=Aom,088(7)B yniversal ()

=Aom,oss(r)gTa(r) . (2.17)

The function Agy osp(7), i.e., either Agy(r) or Aggp(r),
which must obey [cf. (2.15)]

Aom,0s(r) =1, (2.18)

represents the deviations of the asymptotic bridge func-
tion from its universal part. B, ..sai(7) always provides
an exact lower bound to the asymptotic bridge function.

III. BRIDGE FUNCTIONS
FOR STRONGLY COUPLED PLASMAS:
EXPLICIT EXPRESSIONS FOR THE ONE-COMPONENT
PLASMA IN ONE, TWO, AND THREE DIMENSIONS

The results of Sec. II apply quite generally to a D-
dimensional plasma. Here we give explicit expressions
for D =1, 2, and 3, whenever they are available. They
correspond to the range r <2. We recall that B*(r)=0
for r >2. We define t =r /2 (r in units of a).

A. OCP in one dimension: ¢p(r)=—r,q=1

In one dimension all required expressions can be ob-
tained analytically with the following results (denoting
t=r/2):

Hop(r)/T=—(1+1%), (3.1)
Ciinca(r)/T=2+42¢2—21%/3 3.2)
Ac*(r)/T=—(1—1)/3, 3.3)
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Bom(r)/T=2—t/3—12+2t3/3 , 3.4)
Aom(P)/T=2+1—2¢% . (3.5)

B. OCP in three dimensions: ¢,(r)=1/r,gq=1
From the analytical expressions for W(r) and w(r) it
follows that

Ac®(r)/T=—(1—3t/2+13/2)/5, (3.6)

coinea(r) /D= —(1.2—2t2+313/2—1°/5) . 3.7
Results for Hy(r) and Hgg(r) are presented in Table 1,
along with similar results for D =1. Note that the On-
sager smearing results are very accurate, yet in Fig. 1 we
find that the corresponding differences in A(r) are much
more pronounced, especially in the region r > 1 which is

1.5¢

FIG. 1. Asymptotic strong-coupling ratio, Aom.oss(?)
= Bom,0s8(7)/B yniversal (7), Of the bridge function to its universal
component for the one-component plasma (see the text). (a) Re-
sults of exact Onsager-molecule calculations (large dots) and of
the Onsager smearing bound (small dots) for D=1 (upper
curves) and D =3 (lower curves). (b) Exact Onsager-molecule
results for D =1,3 and the interpolation curve for D =2 [Eqgs.
(3.5), (3.9), and (3.10), respectively].
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TABLE I. Screening potential H (r) of the 1D and 3D OCP.
H )y denotes the exact Onsager-molecule calculations and H g
the Onsager smearing bound (see the text).

D=3 D=1
r Hosg /I Hom/T r —Hosg /T —Hom/T
0 1.0573 1.0573 0 1 1
0.2 1.0479 1.0474 0.3171 1.0246 1.0251
% 0.9619 0.9536 0.5818 1.0817 1.0846
1 0.8555 0.8427 1.0420 1.2592 1.2714
2 0.7254 0.7171 1.3797 1.4561 1.4759
1.6 0.6222 0.6203 1.7090 1.7148 1.7302
1 1 2 2 2

the most important from the standpoint of the solution of
Eq. (1.2). These results show that the nonuniversal
features of B (r) are significant. The function Aqy(7) has
been fitted by a polynomial of the form

Aom(P)= Ao+ A t+ A, 12+ A5t . (3.8)

The value of 4, is known exactly from the ion-sphere re-
sult for H*(0), while 4, =w(t =0)(1—A4,). Since we
further require that Agy(t =1)=1, we are left with one
adjustable parameter which we determine by imposing
the position #, of the maximum of Agy(t). This pro-
cedure yields the exact Agy(¢) for D =1 and turns out to
be convenient for determining A(¢) in two dimensions
where no exact calculations of Agp(?) have yet been ob-
tained. For D =3 one has

Aom(r)=1.7134+1.07t —3.24¢?+1.457¢° | (3.9)

which gives r,=0.189. This fit represents the calculated
values'? for r < 1.6 by better than 2%.

C. OCP in two dimensions: ¢5(r)=—In(r),qg =3

For D =2 no exact self-energy calculations for the On-
sager molecule are available to us. However, using the
procedure described above, we can determine an approxi-
mate Agp:

T T [ T T T L
i
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FIG. 2. Asymptotic strong-coupling bridge functions

Bom(7)=Aom(P)B yniversal(7) for Agm(r) given in Fig. 1(a) (large
dots), and its universal component B i ersai(7) (small dots) for
the OCP. From top to bottom, D=1,2,3.
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AFPrOX(r)=1.773+0.984t —2.818:2+1.061¢3 , (3.10)

where we have used the known values for 4, and 4, [see
Egs. (3.1)] and ¢, obtained from interpolation between its
values at D =1 and 3.

Other asymptotic properties of the 2D OCP are’

BuOA:—3F/8’ sz—r/“‘, X}?NCAz_F/Zy
ciinca(0)=—T/4, y*=-T/4, c*(0)=-T/2,
H*(0)=(0.75—1In2) ~0.0569T , (3.11)

Bopy(0)=(In2—0.25) ~0.443T ,

From these values and the analytical expression for the
overlap volume function one gets

Ac”(r)/T= _(2/77')[aTCCOS(t)—t(1—[2)‘/2]/4 .
(3.12)

The resulting asymptotic bridge functions for D=1,2,3
and their universal components are presented in Fig. 2.

IV. NUMERICAL SOLUTION
OF THE MODIFIED HNC EQUATION
FOR THE BULK OCP IN TWO AND THREE
DIMENSIONS

A. Inherent (unimposed) self-consistency

The strong-coupling expression for the bridge function,
provided by the Onsager-molecule analysis in Sec. II, is
now used as an approximation for the bridge function to
solve Egs. (1.1) and (1.2) for the pair structure at finite T.
The validity of the approach can and will be established
by comparing the pair correlation functions with “exact”
simulation results. However, it can be checked directly,
without relying on any such outside information, in the
following way. When accurate values of Bgy(r) are
available (as is the case for the 3D OCP), then (2.8) which
is a basic ingredient in the derivation of By (r), will pro-
vide a self-consistency check of the calculations at
sufficiently high couplings. If B(r)=AI'qw(r) is known
only approximately as is presently still the case for the
2D OCP and the OCP near a hard wall then it can be
checked to what extent the relation

Hemune(P) —cinea (D —Ac = (r)]

S lepnea (P —ciinea (D] @1

is obeyed. The right-hand side of (4.1) provides a mea-
sure for the deviations from true asymptotic behavior.
By monitoring to what extent (4.1) is obeyed, and by re-
calling the inequalitities (2.15), we can even “invert” the
problem and use the MHNC results in strong coupling to
estimate the Onsager-molecule self-energy.

It should be noted that in Eq. (1.2) only the values of
B(r) in the region where g(r)s£0 (typically for r > 1.3, in
strong coupling) play a role in determining the MHNC
results for g(r). Yet our consistency check (2.8), i.e.,



39

(4.1), strongly emphasizes the region r <1.3. Also, a
correct trial bridge function [if By (7) is not available]
should give a solution of the MHNC equation, at finite T,
that satisfies (2.11) to within entropic contributions to the
OCP free energy”® (in particular, for values close to
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B. OCP in three dimensions

All MHNC calculations were performed by a method
similar to that of Ng (Ref. 13) using 2048 grid points and
a grid size of 0.02a, except for the highest density
(I'=313.6), where 4096 points were used. The results
presented here supplement those given in Ref. 7. Figure

3(a) compares
Ac(r)/T=[c(r)—cyncalr1/T

with the theoretical asymptotic value Ac“(r)/I’, em-
ployed to derive the bridge function, for I' =40, 100, and
313.6. The consistency condition (2.8) and (4.1) is well
satisfied even for the lowest value of I'. Figure 3(b) shows
similar results at '=100 but for two expressions of the
bridge function, By (7) and B ,ersa1( 7). The consistency

02F L e e S
'e (a) |
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ac/r [ ]
ot _1
ofF, ]
o 1 2

0.2

ac/r

0.1

FIG. 3. Modified HNC calculations for the 3D OCP using
the Onsager-molecule bridge function. (a) Deviation Ac(r)/T,
of the direct correlation function from its asymptotic strong-
coupling prediction [check of Eq. (4.1)], for ' =40 (closed cir-
cles), 100 (diamonds), and 313.6 (open circles). (b) Same for
I"'=100 (closed circles) featuring also the results for B iversal(7)

(diamonds).
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FIG. 4. Radial distribution function g(r), for the 3D one-

component plasma. Comparison of the modified HNC calcula-

tions using the Onsager-molecule bridge functions Bgy(r) (solid

lines) with the Monte Carlo results (Refs. 14 and 15) (dots, see
text): (a) [ =110; (b) ' =160; (c) T=313.6.

is seen to be greatly improved by the effect of Aqy (7).

The pair distribution function g(r) obtained with
B(r)=Bym(r) is compared in Figs. 4(a) and 4(b) with the
Monte Carlo calculations'* for I'=100 and 160, and in
Fig. 4(c) with the simulations'> for T=314. The agree-
ment is quite good except for a small shift in the peak po-
sitions most visible at the lowest I" values. Figure 5 com-

T T T
2f o Bon
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[k .
P Z 3 Buniversal
B { \‘%V“Bzo
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- -
1 i — M= |
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|- {f -
)
\||} ]
i 1
o 4
- ‘
o
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0 s it | 1 l....\nu.l.uuur
2 3 4 5

FIG. 5. Radial distribution function g(r), for the 3D one-
component plasma for I'=100. Results of Eq. (1.2) with B=0
(HNCQ), Bniversal [EQ. (2.16)], and By [Eq. (2.17) with (3.9)].
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TABLE II. Internal energy U and inverse compressibility y of the 3D OCP. The results correspond
to Eq. (1.2) with bridge functions B=0 (HNC) and By [Eq. (2.17) with Aoy given by (3.9)]. The

Monte Carlo (MC) results are from Refs. 14 and 15.

14 X
r Bowm MC HNC Bowm HNC MC
1 —0.589 —0.572 —0.570 0.984 0.718 0.730
5 —3.811 —3.757 —3.732 0.247 —0.990 —0.715
10 —8.068 —7.998 —7.935 —1.027 —3.424 —2.619
20 —16.755 —16.673 —16.537 —3.978 —8.626 —6.498
40 —34.350 —34.255 —33.999 —10.538 —19.555 —14.345
60 —52.060 —51.961 —51.597 —17.500 —30.792 —22.235
80 —69.825 —69.725 —69.263 —24.682 —42.195 —30.145
100 —87.625 —87.522 —86.973 —32.007 —53.703 —38.067
120 —105.448 —105.345 —104.713 —39.436 —65.287 —45.997
140 —123.288 —123.188 —122.475 —46.942 —72.929 —53.933
160 —141.141 —141.036 —140.255 —54.510 —88.616 —61.873
200 —176.878 —176.765 —175.856 —69.784 —112.097 —77.764
313.6 —278.498 —278.35 —277.137 —113.783 —179.282 —122.94

pares the g (r)’s obtained with three different bridge func-
tions Bom(7), Byniversal(?), and B(r)=0 (HNCA) at
I'=110. The use of B ,;,ersai(7) improves already consid-
erably upon the HNCA approximation.

The thermodynamic data, internal energy, and
compressibility y ' are summarized in Table II, and
compared with HNCA and Monte Carlo results. The en-
ergy is very close to the exact result; however, a systemat-
ic deviation of ~0.1 seems to occur for I'=20. The
compressibility is much more sensitive to the input B(r).
The use of the Onsager-molecule bridge function greatly
improves upon the HNC results at large ' but does not
entirely close the gap with the Monte Carlo results.

C. OCP in two dimensions

In two dimensions Egs. (1.1) and (1.2) have been solved
using the numerical method proposed by Talman'® and
previously applied to the solution of the HNC equation.!’
The number of grid points used was 2048. Except for a
greater sensitivity of the results to the input B(r), the
trends for the 2D OCP are quite similar to those in three
dimensions. Both A=1 and A from Eq. (3.10) substantial-
ly improve the HNC results for g (r) from the standpoint
of thermodynamic consistency and values for the energy
[see Table III, parts (a) and (b)]. The exact compressibili-
ty is best reproduced by the choice A=1. However, this
choice gives a pair correlation function whose peak
heights are too low and peak positions shifted to higher
values as compared to the simulation results'® (see Fig. 6).
With A given by (3.10) the peak positions are nearly right
but the peak heights are somewhat too large. Thus ex-
pression (3.10), though being a good estimate to H(r),
should be somewhat smaller in the relevant region
r>1.4. The self-consistency check (2.8) and (4.1) as
presented in Fig. 7 reflects these defects.

To more fully appreciate the results of the Onsager-
molecule approach we can remark that the degree of ac-

curacy obtained for g(r) using B, ersa(7) is already com-
parable to that obtained by solving Eq. (1.2) with the ex-
act bridge function (obtained by computer simulation) for
a short-ranged screened Coulomb potential.'®

TABLE IIl. Internal energy U (a), and inverse compressibili-
ty x (b), of the 2D OCP. The results correspond to Eq. (1.2)
with bridge functions B=0 (HNC), B iersa [EqQ. (2.16)], and
Bom [Eq. (2.17) with Aoy given by (3.10)]. The Monte Carlo
(MC) results are from Ref. 18.

(a) Internal energy U

r HNC Bumversal BOM MC
1 —0.030 —0.046 —0.058 —0.035
2 —0.278 —0.307 —0.328 —0.288
10 —2.878 —2.972 —3.034 —2.976
20 —6.386 —6.537 —6.626 —6.568
40 —13.579 —13.823 —13.945 —13.876
60 —20.861 —21.184 —21.329
80 —28.185 —28.581 —28.743 —28.656
100 —35.537 —36.000 —36.169 —36.110
120 —42.907 —43.422 —43.589 —43.524
140 —50.292 —50.825 —50.989 —51.002
160 —57.686 —58.160 —58.372 —58.448
200 —72.500 —172.394 —73.349
(b) Inverse compressibility
r HNC B niversal Bom Exact
1 0.716 0.930 1.067 0.75
2 0.386 0.806 1.065 0.50
10 —2.815 —0.750 0.353 —1.50
20 —17.254 —3.094 —1.093 —4.00
40 —16.562 —8.145 —4.586 —9.0
60 —26.113 —13.386 —8.439 —14.0
80 —35.785 —18.707 —12.486 —19.0
100 —45.534 —24.072 —16.657 —24.0
120 —55.340 —29.464 —20.927 —29.0
140 —65.186 —34.874 —25.261 —34.0
160 —75.063 —40.293 —29.65 —39.0
200 —94.890 —51.157 —49.0
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FIG. 6. Radial distribution function g(r), for the 2D one-
component plasma. Comparison of the modified HNC calcula-
tions using the Onsager-molecule bridge functions By (r) (3.10)
(solid lines) and B\, ersa (small dots) with the Monte Carlo re-
sults (Ref. 18) (closed circles, see text): (a) [=40; (b) ['=100.
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FIG. 7. Modified HNC calculations for the 2D OCP using
approximate Onsager-Molecule bridge functions. Deviation
Ac(r)/T, of the direct correlation function from its asymptotic
strong-coupling prediction [check of Eq. (4.1)], for B iversar (dia-
monds) and By (r) with A(r) given by (3.10) (closed circles). (a)
I'=100; (b) "' =40.
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V. DENSITY PROFILE OF A ONE-COMPONENT
PLASMA NEAR A HARD WALL

The density profile of particles in contact with a hard
wall can be treated as a limit case of a mixture in which
one particle type (the “wall” particle) grows in size and
diminishes in concentration.'” Taking this limit for Eq.
(2.8) properly generalized to mixtures (see, e.g., Ref. 7),
the universal component (A=1) of the wall-particle
bridge function is expressed through the fraction of the
particle’s volume outside the wall when its center is at
distance z from the wall. Specifically, for an OCP
confined to the region z >0 against a wall at z=0 we ob-
tain’
a)wall-par!icle(z)

=3l AN 2P 20z + 1727, 221

and

Bwall—panicle (z)=MzNT/5 )wwall~particle(Z) ’
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FIG. 8. Density profile of a 3D OCP in contact with a hard
wall. Dashed line, B=0 (HNC); solid line, B,iversai [EQ- (5.2)
with A=1]; diamonds, bridge function from Egs. (5.2) and (5.3);
closed circles, Monte Carlo results (Ref. 19). (a) I'=10,
A=1.7;() =30, 4=0.9.
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where we note that the value of g, 1, is unchanged from
its bulk value.”?® The MHNC equation has been solved
for the density profile along the lines described in Ref. 19
(HNC case) for constant values for A ranging from 1 (i.e.,
B to 1.7 and also for the choice

universal)

Mz)=A(1—2z), (5.3)

which mimics the behavior of the bulk case in the region
r>1 (cf. Fig. 1).

The results are summarized in Fig. 8 and compared
with HNC results and Monte Carlo simulations.'” At
I’'=10 the value 4 =1.7 gives a very good overall agree-
ment with the simulation data.'” At I'=30 we could not
reach values of 4 beyond 0.9 because the contact value of
g(z) comes very close to zero (as it should) and conver-
gence problems were encountered in the numerical solu-
tion of the MHNC equation.

As noted for the bulk case the use of B ..ca already
considerably improves upon the HNC result of A=0. In
particular, the peak positions agree much better with the
Monte Carlo simulations though there remain substantial
differences in the amplitude of the oscillations. When
comparing with the simulation results of Ref. 19 one
should bear in mind that the latter pertain to the peculiar
boundary conditions of a OCP confined to a spherical
cavity. It has been argued?! that these results may be
affected by curvature effects even for system sizes of the
order of 1000 particles.

The results of B csa1 already compare well with the
(nonrescaled) results of Ballone et al.?' using appropriate
hard-sphere bridge functions. Incidentally, we remark
that their rescaling, which yields results comparable to
(5.3), should be physically interpreted by the “‘shift pa-
rameter’” measuring the position of the wall in the refer-
ence hard-sphere system relative to that in the given sys-
tem.?0

VI. CONCLUSION

In this work we used the Onsager-molecule approach
to calculate the pair structure of various strongly coupled
plasmas. We demonstrated that it can be calculated very
accurately by employing only the leading term in the
strong-coupling expansion of the bridge function around
the ideal Onsager state:

B(r,T)=[Aom(r)qo(r)IT+B (rT2+ - - - . (6.1)

The correction terms, probably led by a I term with®
12621, contain the long-ranged contributions to the
otherwise short-ranged [Bgy(r 22)=0] leading term.
These corrections are of the order of the entropic contri-
butions to the free energies involved in (2.9), which are
relatively small in comparison to the corresponding
potential-energy terms in strong coupling. Nevertheless,
they may be responsible for glassy-state features in the
pair correlations.’? As already discussed in Ref. 7, the
present result is in complete accord with the modified
HNC theory based on the empirical Percus-Yevick
bridge functions for hard spheres, Bpyys(7,7), and an
imposed thermodynamic consistency for determining the
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free parameter, 9(I"). The resulting Bpyys(r, ') features
the long-range oscillatory behavior, yet

Bpyys(r,I')/T'—0.20(r)

for I'— o0.

The Onsager-molecule approach is based on the
correspondence between the asymptotic I'— « proper-
ties of the MHNC integral equation for nonsingular
bridge functions and the Onsager state. This correspon-
dence was established using the functional derivation of
Egs. (1.1) and (1.2) and physically plausible argu-
ments.” ° This implies that in the limit I'— oo the pair
potential ¢ and the direct correlation function c are relat-
ed by

HNC
Bd)(r)r—»c(r): —BY¥(r), (6.2)
MHNC
B¢(r)+BoM(r)r—> (r)=—PBY¥(r)—BB jniversal(T) >
(6.3)

i.e., a change in the input potential that contains the ener-
gy of the Onsager molecule [i.e., B (r)] gives rise to a
change in the output direct correlation function which is
given by the overlap volume function [i.e., B i erea(7)]-
The first relation (6.2) was extensively checked’ numeri-
cally with the help of the results of the linearized theory,
namely, the mean-spherical model. The second relation
(6.3) can be checked via the consistency condition (4.1)
when carried to sufficiently large values of I'. However,
for this test to be conclusive I' must not be too large: due
to the increasingly larger exclusion region in g(r), B(r)
will be sampled over a smaller and smaller range of r
values (eventually only at values close to » =2). Thus the
range of I'’s near freezing represents a good compromise
between the required large I'’s and the required accuracy
of the results. In this respect, Fig. 3 represents the best
numerically meaningful numerical test that can be per-
formed in three dimensions, with results and trends that
certainly speak in favor of the soundness of Egs. (6.2) and
(6.3). The higher sensitivity of the MHNC input-output
relation in two dimensions suggests that a somewhat
more stringent test could probably be performed as soon
as accurate calculations of u oy (7) in two dimensions will
be available.

In conclusion, the Onsager state provides, via the
Onsager-molecule approach, an ideal reference point fof
deriving and analyzing correlations in dense plasmas. Al-
though at an unphysical point, which corresponds to the
confined-atom Thomas-Fermi theory, it is still a very use-
ful starting point to attain the physical fluid region.
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