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We present results of variational calculations for the jellium model of metal surfaces. The
ground-state wave function is represented by a product of local one- and two-body functions and a
model Slater function. The correlation functions and the single-particle orbitals entering the Slater
determinant are calculated by an unconstrained optimization procedure. Results for the surface en-
ergy and the work function are somewhat higher than previously published values.

I. INTRODUCTION

Physical quantum systems like atoms, molecules, solids,
solid surfaces, or nuclei generally have density distribu-
tions p,(r), which are spatially strongly inhomogeneous.
Whereas relatively small systems, like atoms, can be
theoretically treated by traditional approximation
methods like the Hartree-Fock equations, the Rayleigh-
Ritz variational method, configuration space interaction,
etc., these methods cannot be applied to systems consist-
ing of an infinite (or very large) number of particles, like
solids. For such systems, density-functional theory'
(DFT) has proved to be a simple and very useful ap-
proach. Most calculations of the electronic structure of
solids, solid surfaces, etc. in the last 10 to 20 years have
used this method.

While density-functional theory is formally exact, for
practical purposes approximations to the exchange-
correlation functional E, [p;(r)] must be made. The
most common is the local-density approximation, which
is based on the assumption that the density p,(r) varies
slowly as a function of r. Several useful corrections have
been developed,? but the assumption of a relatively slow
spatial variation of p;(r) underlies all of them. Although
this assumption is not well satisfied in typical physical
systems, results have been rather satisfactory.

In this paper we approach the problem of inhomogene-
ous systems using the (Fermi) hypernetted-chain (FHNC)
equations. Whereas DFT, by construction, is “exact” for
homogeneous systems, FHNC theory is not because it ap-
proximates correlation effects by a two-particle Jastrow
correlation u,( |r;—r1; | ) and calculates the energy expec-
tation value in an approximate manner. However, the er-
rors are very small for the homogeneous electron gas.’ In
contrast to DFT, FHNC theory does not assume slow spa-
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tial variation of the one-body density p,(r). One may
therefore expect that, when applied to large, strongly
nonuniform systems, it will lead to results whose accuracy
is comparable to the very high accuracy obtained for
homogeneous systems. In the present paper we show that
the solution of the FHNC equations, including the optim-
ization of the correlation function u,(r,r,), for inhomo-
geneous systems is, in fact, feasible. Although the compu-
tational effort is very much larger than in a DFT calcula-
tion, we found, for the case of metal surfaces, that all cal-
culations reported in this paper could be carried out in
about 250 h of VAX 780 time.

This paper reports on progress in the application of a
variational theory developed earlier (Refs. 4, 5, and 6,
hereafter called papers I, II, and III, respectively) for in-
homogeneous Bose and Fermi systems. Our previous
work dealt with the theoretical development for both
Bose* and Fermi® systems, and numerical application of
the theory to the structure* and the collective excitations®
of the free surface and films of liquid *He. The variation-
al approach to metal surfaces has been pioneered by Woo
and collaborators,”® who start from the same ansatz for
the wave function. Our theory differs from the one by
Woo in that it uses the more common Fermi
hypernetted-chain method® for the summation of infinite
classes of diagrams, and involves the optimization of the
single-particle basis and the two-body correlations
through Euler-Lagrange equations. It is one of the most
appealing aspects of the hypernetted-chain theory that
this optimization hardly complicates the calculations.
This paper presents the first application of the Fermi
hypernetted-chain theory for inhomogeneous systems to
the case of the electron gas in a metal surface.

In the simplest model of a metal, one assumes that the
ion lattice is static and may be represented by a distribu-
tion p (r). The Hamiltonian of the system is then

H=— 2 vaz‘*‘—?l. fd3r1 fd3r2p+(r1)p+(r2)vc( lrl—rzl )— 2 fd3ruc( |ri__r, )p_‘_(r)_f_% E vl |ri_rj I ).
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Here, vc(r)=e?/r. The simplest jellium model of a metal
surface assumes that the background charge p,(r) is a
step function.

The variational method for an interacting many-
particle system starts with an explicit ansatz for the
ground-state wave functions, usually of the Feenberg
form!°

| Wo) =exp %zul(ri)

+';‘zuz(l'[,l'j)+"‘ | Do) /N,
i<j
iJj

(1.2)

(7" is the norm) which is made unique by requiring that
each of the wu;(r,ry, ...,r;) (i >1) satisfies the cluster
property.’® | @) is the ground-state wave function of a
suitably chosen model system which reflects the statistics
and the symmetries of the physical system under con-
sideration. In the Fermi system under consideration here,
the “noninteracting” model state | ®,) is the determinant
of a set of single-particle orbitals ¢;(j)=g¢;(r;)X(i)
(i,j=1,2,...,A4),1ie,

|<I>0):dett¢,-(rj))((i) | .

The X(i) are the spin eigenfunctions. The spatial single-
particle orbitals ¢;(r;) are usually generated by a one-body
equation

Hol¢i1gi(x;)=¢€:¢i(1;) ,

(1.3)

(1.4)

where, as in Hartree or Hartree-Fock theory, Hy[¢:] is a
functional of the single-particle orbitals. In a sense, the
one-body factor u(r) is redundant; we have shown in pa-
per III that it can always be absorbed in the model state
by a suitable unitary transformation of the single-particle
basis. But it is very useful to retain this factor and use the
additional flexibility to construct a cluster expansion
which is as compact as possible. An intermediate conse-
quence of this construction is, as we will see, that the
“Hartree” density calculated from the single-particle basis
¢;(j) is as close as possible to the true one-body density.

The n-body functions u;(r), u,(r;r;),... are deter-
mined by minimization of the ground-state energy,

8{(Wy | H | ¥y _

=12,...).
Su,(ry, ...,1,) 0 n )

(1.5)

We will be concerned here mostly with n =2; the special
role of the one-body function u,(r) will be reviewed in
some detail below. In addition, the energy expectation
value can be minimized with respect to the single-particle
orbitals ¢;(j), which leads to a generalized Hartree-Fock
equation.

Our paper is organized as follows. The next section re-
views the results of paper III to the extent that they are
specific to inhomogeneous systems. Special attention is
paid to the construction of an optimal single-particle basis
{#i(r;)}. We demonstrate the important role of the one-
body function u,(r) which may be used to cancel certain
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classes of reducible diagrams and to produce, thereby, a
very compact cluster expansion.

Section III discusses briefly the equations that must be
solved for the determination of the optimal two-body
correlations, and discusses the FHNC//0 approximation
which we use to connect the pair correlation factor
u,(ry,ry) to the observable one- and two-body densities.
Section IV gives the working formulas used for the energy
expectation value, and presents the essential steps in the
derivation of the one-body Hamiltonian which determines
the single-particle wave functions. Section V presents our
results for the one-body densities, pair-distribution and
correlation functions, energies, surface energies, and work
functions for the jellium models of metal slabs. At this
level, we discuss only briefly ion-lattice corrections since
we feel that the jellium model, while not providing a com-
pletely realistic picture of a real metal, is the most cleanly
defined problem. Section VI reviews our results and pros-
pects for further investigations.

Appendix A presents the formulation of the FHNC//0
equations for the infinite systems, and gives results for the
ground-state energies for the same materials as considered
in our computations for metal films. Appendix B gives
some details on the numerical solution of the Euler-
Lagrange equation for the two-body correlations, and Ap-
pendix C discusses our approximate treatment of the non-
local Fock term.

II. SINGLE-PARTICLE WAVE FUNCTIONS

The derivation of cluster expansions and partial sum-
mations for the energy expectation value of the Hamil-
tonian (1.1),

Hoy=(Yo | H | ¥,) , 2.1)

with respect to the wave function (1.2) is most convenient-
ly performed using a graphical representation. In paper
III, we generalized the diagrammatic methods'"!? used in
the FHNC theory of bulk quantum liquids to formulate
the Euler Lagrange equations for the optimal two-body
correlations u,(r;,r;), to determine the most convenient
choice of the one-body function u(r), and to derive a
generalized Hartree-Fock equation for the single-particle
orbitals. This section and the next one are devoted to a
brief review of these formal developments.

In the absence of a one-body function u(r), the only
reference to the model Slater function is through the one-
body density matrix

pir,r)= 3 n(k)pi(r)ge(r') . (2.2)
k

We have abbreviated the single-particle orbitals ¢;(r)X (i)
by their labels 7; n (k) (0,1) is the occupation number of
the kth orbital. In the presence of a one-body function,
one defines

hi(r)=exp[u;(r)]—1 (2.3)

and a generalized one-body density matrix
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5695

[1+A()]V2, (4

where v is the degeneracy of the single-particle states. For the electrons under consideration here, v=2.

We have introduced here a shorthand notation for convolution products of two-point functions.

point functions A (ry,r,) and B(r;,r,) we define

[A4%B](r;,r,)= fd3r3A(r1,r3)B(r3,r2).

Functlons of one variable are interpreted as diagonal,

For a pair of two-

(2.5)

ie., hl(r)— 1(r)é(r—r'). Note that, for u;(r)=0,

pi(o | r,r')=pi(r,r'). It was shown in paper III that the construction pf(u, | r,r') has the spectral representation

piuy | 1,r') DY (uy | Y (uy 1),

zgn

(2.6)

where the 1;(u, | 1) are a set of single-particle wave functions, i.e., pf(u, | r,r’') is, in fact, for all u,(r) the density matrix
derived from a Slater determinant of single-particle orbitals ¥;(u, | r).

Cluster contributions to the “generating functional”

Glu,uy]=In{( P, | exp Zu,(r,)+ > us(rg,r;) J 1| @), 2.7
i<j
the one- and two-body densities
fd3r2 fd37'3 fd3rA|\I/o(r1,r2,...,rA)|2
Pl(rl 2 (2.8)
fd3r1 fd3r2 fd3rA | Wolry, g, - .5 T4) |
and
r d3r4"' d3r4|\Po(r1,r2,...,rA)|2
pa(ry,1)=4 f > f f (2.9)

fd3r1 fd3r2
and the two-body distribution function

palry,13)
pi(r)py(ry)

are most conveniently represented as diagrams using the
following graphical elements.

(i) Small open circles (“external” or “reference” points)
represent the coordinates of particles. Solid circles
(“internal” or “field” points) involve an integration over
the coordinate space of that particle and a spin sum. (We
deviate here from the usual convention which includes a
density factor.)

(ii) Dashed lines (“correlation lines”) between two cir-
cles i and j represent dynamical correlations

g(r,n)= (2.10)

ho(r;,r;)=expluy(r;,r;)]—1.

(iii) Solid, oriented lines from point i to point j
represent dressed one-body density matrices (“exchange
lines”) pf(u, |r,,r ).

The expansion of G in terms of correlation functions
and exchange functions (one-body density matrices) is
represented by the set of all topologically distinct connect-
ed diagrams without external points constructed accord-
ing to the following rules:

(iv) Each n-body diagram (i.e., a diagram containing »n
points) has a counting factor 1/n!.

(v) Each point is attached to at least one correlation line
ho(r;,1;). Two different points may be connected by at
most one correlation factor.

(vi) Each point is attached to exactly one incoming and
one outgoing exchange line.

fd3rA I‘Ilo(l'l,rz, PN ,rA)|2 ’

f
(vii) Exchange lines occur always in closed polygons

and carry a factor (—v)!~", where n is the number of
points connected by the exchange loop.

These rules are closely related to the corresponding
rules for homogeneous Fermi systems.!"'> The essential
new feature is that the expansion contains reducible dia-
grams. (A diagram is called reducible, if, when cut at one
point, it divides into two separate subdiagrams, one of
which is not connected to any of the external points.)
Otherwise, the same topological rules apply. In the case
of the homogeneous system, the reducible diagrams cancel
due to momentum conservation.

Figure 1 shows the diagrammatic representation of
some of the simplest contributions to the generating func-
tional G. Translating the graphical language into an alge-
braic form, the first diagram shown in Fig. 1 is

%Q———ﬁ —% ="

o

- ‘/ /D
- 1 7 7
~ _50\\ x
~ ~

/!

FIG. 1. Graphical representation of the first few terms of the
cluster expansion of the generating functional G. Note that the
directed line represents the function pi(u, | r;,1;5).

1
+§ € ¢
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AGSV= fd3r1d3r2pf(u1 | ry,1y)

X {expluy(r,r)]—pilu; [1,15) ,  (2.11)
whereas the second diagrams is
1
AG(ZZ):—: fd3r1d3r2p1F(u1 [rl,rz)
X {explus(r,1)]—1}pf(u; |11y .
(2.12)

From the generating functional G, one can conveniently
derive expressions for the one- and two-body densities by
functional variation with respect to the one-body function
Uy (r): -

3G __, (r)
Su(r) =p

(2.13)

and
8%G

oy 2.14
8u.(r1)8u1(r2) ( )

=p2(r1,r2)~p1(r1 )pl(l'z) .

We have to keep the dependence of pi(u,|r,r’) on
u(r) in mind when we calculate distribution functions by
the functional variations (2.13) and (2.14); i.e., we must
observe [cf. Eq. (2.4)] that

(Apl)él)(rl)—fplF(ul |1'1,I'1) s

(Apl)(ll)(rl)=P}17(“1 |Ti,11) f d3r2{exp[u2(r1,r2)]—l}pf(ul | r2,12)

(Ap))PAr))= f dryd3ry ph(uy | 1y,02)p (uy | 1y 1y) {explu,(ry,13)]1— 1} pi(uy | 13,13)

Attention is now directed to the special set of corrections
to the one-body density beyond the Hartree-Fock approxi-
mation (first diagram of Fig. 2) that contains one factor
pf (uy | r,r). Examples of such structures are the second,
sixth, eighth, and the tenth diagram shown in Fig. 2. We
write the sum of all these diagrams as

pruy | r,o){exp[y(r)]—1} .

The structures, such as shown in Fig. 3, contributing to

'the factor {exp[y(r)]—1}, also occur in other diagrams,

-
o- - - @ + o-- @ +10C
N

FIG. 3. Graphical representation of the first few contribu-
tions to exp[y(r)]—1.

@+ -0 - GO

S>> <‘:i> v o0 lo - C>--0--0

o A . -
R == X | R e}

o 0

FIG. 2. Graphical representation of the first few terms of the
cluster expansion of the one-body density.

8pi(uy | 11,1y
%’;‘[r—;rz:%pﬁul | 14, E)[8(r; — )+ 8(r—1,)]
1

—%pf(ul |r1,r)pf(u1 | r,ry) . (2.15)

Using the construction (2.13)—(2.15), one finds that (a)
the one-body density is represented by the sum of all dia-
grams having one “external” point, and (b) the two-body
density is represented by the sum of all diagrams having
two “external” points. The diagrammatic representation
of the first few diagrams contributing to the one-body
density is shown in Fig. 2. The first three terms in the ex-
pansion have the algebraic form

(2.16)
2.17)
(2.18)

|e.g., diagrams 3, 7, 9, and 11 of Fig. 2. These diagrams
are called “d-reducible.” Figure 4(a) shows a d-reducible
diagram, Fig. 4(b) a reducible (but not d-reducible) dia-
gram, both contributing to the two-body density. The oc-
currence of d-reducible diagrams along any exchange path
suggests the introduction of a dressed exchange function
piuy+y |r,r'), which sums all these diagrams. Exam-
ples of diagrams included in the dressed exchange func-
tion are shown in Fig. 5. The dressing procedure is analo-
gous to the one performed in the derivation of pf (uy|r,r')
in Eq. (2.4). The algebraic definition of pi(u; +y | r,r') is

v
& oy o o

(o) (b)
FIG. 4. Two contributions to the pair correlation function
g (r,1;). Diagram (a) is ““d-reducible”; diagram (b) is not.
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P+ | nr)=[1+h, (1] {pf(u =0| 1,1 )—-;[pf(u =0)kh, %p{(u =0)](r,r')+ -~ H[1+h, (]2, (2.19)
[ :
with 7
(ATyp)=— d’r, [ drypf(ryr,)
hy()=explu;(1)+7(r)] — 1 =explu, (1] —1 . (2.20 == Gy [ i [ rapleur,
One may now reformulate the cluster-expansions for x‘{exp[uz(rl,rz)]—l}
the generating functional and the one- and two-body den-
_sities in terms of this new, generalized density matrix. XV%p f(rlyﬁ) ) (2.26)

The modified diagrammatic rules are the following:

(iii) Solid, oriented lines from point i to point j
represent one-body density matrices (“exchange lines”)
piluy+7 | 1i1)).

(vii) No d-reducible diagrams occur.

For given functions u(r), u,(r;,r;), the dressed ex-
change line must still be calculated, but the task is consid-
erably simplified by the optimal choice of the single-
particle basis: We have shown in paper III that the op-
timal single-particle basis is generated by the generalized
Hartree-Fock equation

#
EVZ"'Uext(r) ¢,-(l')
8[E,+Tyr]
+ | dPry———————¢i(r))=€:¢;(r), (221
f l5pf(u1=0|r,r1)¢' 1 61¢1( ) )
where
Ezz% f d37'1 f d3r2p2(r1,r2)[vc( |l'1—l'2| )+IJF(I'1,I'2)]
(2.22)
with the Jackson-Feenberg kinetic-energy correction
tJF(f1,r2)=—%%[D(l)ﬁ-D(z)]uz(rbrz) , (2.23)
1
D(i)=—— i) .
(i) o)) V,ipl(r,) ' (2.24)
and
#
TJF=‘8; fd3rV%p1(r). (2.25)

In Eq. (2.25), the operator V. differentiates in a graphical
representation of the one-body density only the exchange
functions attached to point r. For example, the second di-
agram shown in Fig. 2 contributes a term

0 e %

‘ @ P ;
e__»——e+®/‘\e+%d%\® +‘:.

FIG. 5. Examples of the first diagrams summed in
pi(u 47 | 1;,1;). Note that the directed line represents the func-
tion pf(ul | T5,1)).

This choice of the single-particle states leads to optimal
one- and two-body functions, which satisfy the relation
uP (r)+y[uf,ud? 1(r)=0. (2.27)
The determination of the single-particle states through
Eq. (2.21) not only gives the lowest energy that can be ob-
tained in the space of all correlated wave functions of the
form (1.2), it also leads to the most compact cluster ex-
pansions in the sense that all d-reducible diagrams vanish.
We assume from now on that we have chosen this basis,

‘and omit all further reference to u(r) and y(r), i.e., we

write
pil

The one-body density in this basis is still not identical
with the Hartree-Fock density p}(r,r)=pf( u,=0|r,r),
but many diagrams have been eliminated, which we would
otherwise need to calculate. The elimination of these dia-
grams is, for optimized pair correlation functions, not only
a matter of convenience: The sum of all d-reducible dia-
grams diverges for the long-ranged optimal correlation
functions. The correct way to regularize this divergence
is® to first take the zero-momentum limit, and then go to
an infinite box size. The optimal choice of the single-
particle states makes such a procedure unnecessary, but it
will be needed if the optimal correlations calculated here
are to be used in a more accurate Monte Carlo evaluation
of the energy.

The remaining diagrams contributing to the one-body
density (the same sets appear also as reducible diagrams
contributing to the pair-distribution function) are of a
quite different nature and must be kept together® with
correction terms to the particle-hole propagators.

opt — F
“yp =0]r1,1)=pi(r,1) .

III. TWO-BODY CORRELATIONS

The next step in the development of the theory is the
calculation of distribution functions and the optimization
of the two-body correlations. We have restricted ourselves

-in paper III to the simplest version of the FHNC theory

of Ref. 9 (called FHNC//0), which sums ring and ladder
diagrams, but omits corrections to the particle-hole propa-
gators. The approximation works reasonably well® for
liquid *He. Appendix A describes the implementation of
the method for the bulk electron gas, we see there that the
approximation is also quite satisfactory.

The FHNC//0 equations derived in paper III give a re-
lation between the pair correlation function u,(r,r;), the
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static form factor of the model system

1 |pfr,r) |2
Sp(r,r)=8(r{—r1,)—— ’
FI1T2 T [pfry,r)pt(, )] 2

(3.1
and the sets of “non-nodal” and “nodal” dd diagrams
Xg4(r1,15) and Ngy(ry,1,), respectively:
Xaa(r1,12)=exp[uy(r;, 1)+ Ngg(r1,1) ] —1—=Nyy(r3,15)
(3.2
(3.3)

Naa(r1,10) =[Xga % Sp* T gq(ry,12) .

Here we have introduced for any two-point function
A (r;,1r;) the abbreviation

A(ry,15)=[pi(r)]24 (r;,1,)[p1(12) ]2, (3.4)

and

(3.5)

In the same approximation, the static form factor of the
interacting system is

L aa(r1,12) =X 34(11,12) + Nya (11,15)

!
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S(r1,1,)=SF(r,1,)+[Sp* T gq % Sp](ry,15) . (3.6)

The equations reduce to the Bose HNC equations for
Sg(ry,r)=08(r;—r,). Using the FHNC//0 approxima-
tion (3.1)—(3.6), we have derived in paper III the Euler-
Lagrange equation for the two-body quantities. Our for-
mulation of the equation is the generalization of the corre-
sponding equation for Bose systems derived in paper I:
After some lengthy algebra® one arrives at the following
final form of the Fermion Euler-Lagrange equation:

—[SF_I*Hl *fdd+/?dd*H1*SFI

—X:dd*Hl *X'dd](rl,rz)=217P_h(r1,r2) . (3.7

S7!in Eq. (3.7) is the inverse of Sy in the sense of the
convolution product (2.5), and
# 1
H=—————">Vp(r)V

1
2m [p(r)]' oz %Y

The particle-hole interaction V,(ry,r;) can be expressed
in terms of the bare two-body 1nteractlon ve(ry—r,) and
the compound-diagrammatic quantities Xgy(r,15),
Ny,(ry,15), and T gy(ry,1,) introduced above:

Von(r1)=[pi(r1)p1(r) 12| [1+ T gu(r,r) Joc( | 1y —12|)

2

#
+-5—{| Vr1[1+rdd(l'1:1'2)]1/2 | 2, I Vr2[1+rdd(r17r2)]l/2 | 2}

‘2m

— AT, 1)[Nyg % H %S5 + S5 s H % Ngg+ Xgg % Hy % X35 ](1),15) .

Equations (3.7) and (3.9) form, together with the chain
equation (3.3), a closed set of equations for the determina-
tion of the required two-body quantltles from the bare
two-body potential ve( |r;—r,|) and a given static form
factor Sp(ry,r,) for the model system. These may be
solved numerically by a straightforward iteration; we
describe the procedure in detail in Sec. V. We will refer to
Eq. (3.7) as to the “paired-phonon-analysis” (PPA) equa-
tion since it is the generalization of the Bose paired-
phonon-analysis equation originally derived by Campbell
and Feenberg!® for homogeneous Bose systems and ex-
tended by us to inhomogeneous Bose* and Fermi® systems.

IV. ENERGY CALCULATION
AND ONE-BODY POTENTIALS

We present in this section the manipulations that are
necessary to represent the ground-state energy and the
Hartree-Fock potentials needed in Eq. (2.21) in a form
that is convenient for further applications. The total ener-
gy in the FHNC approximation used in this paper has the
form
J

E.= f d’ry f d’ry{[pa(r1, 1) —p3 (r1,102) Joc (| 11— 13 | )+ [pa(11,52) — i (x1)p1 (1) 15 (11, 12) } + Ty

(3.9)
E=Tr+E+E,+E,, 4.1)
where
# 2
=——TZ(¢0|V:'|¢0) 4.2)
)
is the kinetic energy,
E = f d3r, f d’r;y[py(r) —p ()]
X[pi(r) —py(r)Joc( |11 —13|) (4.3)

is the kinetic energy,
=3 [ [ dnrilpi(r)py(r)]"2
X [Sp(r1,12)—8(r;—r)Joc( | r1—12|)

(4.4)

is the exchange energy, all calculated in the optimized
single-particle basis {¢;}, and

(4.5)

is the correlation energy [cf. Eq. (2.23) for the definition of #;z]. p3(r;,r,) is the two—bbdy density of the model system

1
Pg(fbfz):PlF(fl)Pf(fz)—; | pi(ry,ry) |2

(4.6)

In the FHNC//0 approximation used here, the term T has the simple form®
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ﬁZ
Typ=——
T 16m
To isolate an “RPA energy,” we write in ¢;g, Eq. (2.23),

uy(r,1) =In[ 1 4+ T g4(ry,1) ] =T gu(ry,1) + Xy (1y,15) .

f d3r1d3r2[p§(r1,r2)—p1(r1)pl(rz)][D(1)+D(2)]Fdd(r1,r2) . (4.7)

At the same time we add and subtract the particle-hole interaction and represent the correlation energy as

Ec = Algpot + ATJF +Erpa
with

AE =75 fd3r1 fd ralpa(ry 1) —p(ry,10) 1[vc( |f1—1'2|

ATJF—-——fd3r1 fd3r2[p2(r1,r2)-— I(rl)pl(IZ)]

ERPAz% fdsrl fds"z {Pz(l'l,rz)—Plzv(l'hrz)]V-h(l'l,l'z)—

+[p5(r;,12)

The last term (4.12) allows for a number of significant
simplifications in which the Euler-Lagrange (PPA) equa-
tion (3.7) is used to eliminate Vp,(r,1,). After a few ele-
mentary manipulations we arrive at the more convenient
and compact form

Eppa=—7 [ d*r[SpxXg#H,%Xy)(1,r) . (4.13)

In the high-density limit we can identify the particle-
hole interaction, V. h(r,,rj) with the bare Coulomb in-
teraction, vc(|r;—r1; | ), so that by Eq. (4 10), AEpot—O
Furthermore, we can neglect | T z4(ry,1,) | 2 in comparison
with | Tyy(ry,1,) |, so that, by Eq. (4.11), ATyz=0. Thus,
the correlation energy E., Eq. (4.9) is entirely given by
Egrpa. Equation (4.12) is the generalization of a similar
expression given in Ref. 14 for the homogeneous electron
gas.

Some care must be exercised in the choice of approxi-
mations for the distinct contributions to the correlation
energy. A fully consistent implementation of the optim-
ized FHNC equation requires summation or at least ade-
quate estimates of three- and four-point functions, and in-
volves a coupled system of eight integral equations. Here
we do not attempt such an effort. As a consequence one
must either live with slight inconsistencies between
coordinate-space and momentum-space representations of
the same quantity, or one must sacrifice exact properties
either in coordinate or in momentum space. The issue has
been discussed in detail in Ref. 14. The two energy con-
tributions Egpa and ATjg are typical examples: Egpa
sums the long-ranged quantities; it is therefore important
to use an approximation that is exact in momentum space
in the long-wavelength limit. This is clearly

[or )] 2[Sp# T 4% Sp](ry,1,)[py(1,)]17
+p2F(r1,r2) .
On the other hand, the term

par, 1) =~

In[1+T 44(ry,15)] —Tgq(ry,13)

#
—pi(r)py(ry)] 3 [D(1)+D(2

(4.8)

(4.9)

p- (fl,fz)] ’ (4.10)

[D 1)4+D( 2)]{1n[1+Fdd rl,rz)] Fdd(rl,rz)} (4.11)

2

[pz(rl,rz)—-pl(rl )pl(rz)]ﬁ—

- [D(1)+D(2)]X44(ry,13)

)T 44(r1,17) (4.12)

[

is short ranged; in fact, it is very large for small distances
|r;—r,|. Therefore, it is important to keep the common
factor 14T 44(r;,r,) which occurs in the FHNC expres-
sion for the two-body density, in order to screen the
short-range structure. The simplest way to do this is to
keep just the term 1+T 4(r;,r;) in the pair-distribution
function occurring in ATje. This leads to the compact
representation

hZ
ATJF=_Z;: fd3"1 fds”zm(fl)Pl(l'z)rdd(fhl'z)
X { | Vi[1+4Tgq(r,r)]' % |2

+ | Vo[ 14+ Tga(ry,r2)1172 | 2} .

(4.14)

The approximation obtained in this way for the
ground-state energy is not quite as good as can be ob-
tained in a more elaborate!* FHNC/C calculation, but it
is reasonable and probably sufficient for our further pur-
poses. Appendix A gives the bulk limit of the Euler-
Lagrange equations and the approximation for the energy
derived above, and a comparison of energies for the bulk
electron liquid between Green’s-function Monte Carlo
(GFMC), RPA, the best FHNC calculation, and the
present approximation.

To conclude the formal parts of this work, we now "
derive the expressions for the Hartree and Fock terms
needed in the one-body equation (2.21). It is most con-
venient to use diagrammatic arguments. As in the deriva-
tion of the two-body equations (3.7) and (3.9), we start
from the energy expectation value [(4.1)—(4.7)]. The
functional derlvatlve of the ground-state density with
respect to p1 (ry,ry) consists of two parts, (a) the Hartree
term, which combines all contributions in which the vari-
ational derivative (2.21) i 1s carried out with respect to a de-
generate exchange loop p?(r,r), and (b) the Fock term con-
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taining the variational derlvatlves of diagrams having
nondegenerate exchange lines pj f(ry,r,). The algebraic ma-
nipulations are somewhat tedious and will be sketched
here only briefly. Consistent with the present level of
FHNC approximation, we identify pl(r)—pl( I,I).

The variation of the Coulomb energy with respect to
the one-body density gives rise to the familiar Hartree
term of the Hartree-Fock approximation:

OE

(0)
V. 8p (r)

= fd rilpr) —pp(r)oc(|r—r|) .

(4.15)

The variational derivative of the correlation energy E,
gives three structurally different contributions, arising

Vo=

f d*ry [ d*r; Caa(r,e){[D (D +D()][p5r — 1) —pi(r1)py(r2)]) Taa(r, 1) -
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from the following: (a) The derivative of the expression
(4.5) with respect to the one-body density appearing as a
factor of vc( | r;—r,|). Note that this term contains only
diagrammatic contributions to the two-body density,
where a degenerate exchange line is attached to the exter-
nal point. Consequently, there is no contribution from
T'yg to this term, which can be written in the form

Vit ()= [ d’r Talr,r)op(r,ry)py(r1)
with

(4.16)

Ta(r,0)=[T*Spl(r,m,) . (4.17)

(b) The second term arises from the density derivative of
I'44(r;,1;). Using diagrammatic arguments, one arrives at

fd3r1 fd3r2 [ y4(r,1)py(r)Xi4(11,15)p(12)T4(1,15)

(4.18)

(c) Finally, the third term comes from the appearance of the one-body density in the operator D (i) in tyr and Tg.

These terms can be combined into

Vi r)= 8m (r )
pPilr

_m [ @V {[p5(r,1) —pi(D)py(r))]- Vi Laa(r, 1)} -

f d’ry Vel [pa(r,r) —pi(D)p1(r) -V {In[ 1+ Tyy(r,r))] — Nga(r,11)})

(4.19)

In the further algébraic manipulations we use repeatedly the Euler-Lagrange equation. Also, arguments corresponding
to the ones discussed in the derivation of ATg [cf. Eq. (4.14)] are used to bring the generalized (local) Hartree potential

into its final form

Vy(r)= 2 Vi),
i=0
where V;(}))

Vi'= [ d’r Tarrpoc( | 1—1 | )py(ry)
2
V}Iz)=8ﬁ—m f d3r1 qude(r’r]) | 2/)1(1'1) ’

P
V(3’_. - fd3r1 V,.[y(r,r) V Xu(r,r)py(1y) ,

@w_ B o3 122 14T 17212y (1)
Vi'=—-~ J @ Taa(r,r){ | V14 Tga(r,r)]V2 |2+ | Vo [1+ g (6,101 | 2y (xy)

The derivations of the generalized Fock term are, com-
pared to the Hartree term, relatively simple. Since we
have retained only the simplest exchange loops which con-
nect no more than two points, the Fock term has the form

8[E,+ Tyr]

(4.25)
8p1(rT2) | Fock

=—‘11,‘VF(T171'2)P{:(1'1,1'2) )

where the subscript Fock indicates that the variational
derivative is carried out only with respect to nondegen-
erate exchange loops. The derivation of a closed-form ex-
pression for Vy(r,,r;) is again most conveniently per-
formed using diagrammatic arguments. The arguments

(4.20)

is the bare Hartree potential given in Eq. (4.15), and

(4.21)

(4.22)

(4.23)

(4.24)

parallel exactly the derivation of the single-particle spec-
trum for the infinite system!>!® and need not be repeated
here. The final form is simple compared with the result
of Refs. 15 and 16 since no “cc diagrams” are summed.
One finds

Ve(r,r) =T 34(r, 1) — 7 [H % T gg + Tag* Hy U(rp,1,)
(4.26)

where the second term originates from the variation of

Tygr. [See paper III for the diagrammatic definition of

ITya(ry,r5).] Using the Euler-Lagrange and the FHNC
equations, expression (4.26) can be simplified to
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Vp(rl,r2)= -—%[SF_I*HI *fa+f‘M*H1 *S7 (1,1, .

(4.27)

This derivation completes the formal aspects of our
work. It is worth noting that the Fock potential Vg(r,r;)
is short ranged due to the inclusion of the RPA screening,
which is implicit in the summation of the chain diagrams
in the FHNC theory. With the generalized Hartree poten-
tial [(4.19)—(4.23)] and the corresponding Fock term
(4.26), the equation for the optimized single-particle basis
is

V +Uext(r +VH(r ¢t

—:1/-fd3r'VF(r,r’)pf(r,r’)dJi(r’)=e,-¢,-(r) (4.28)

V. JELLIUM MODEL OF METAL SLABS

A. Numerical model and approximations

In this work we have chosen to consider metal slabs
which are translationally invariant in the x-y plane and
symmetric about z =0. The jellium model takes for the
positive-charge background

Po if —d/2<z <d/2 5

(z)=
P+ 0, elsewhere .

(5.1

The solution of the full generalized Hartree-Fock equation
(2.21) would be very complicated: The single-particle
wave functions are of the form

$i(1) =gy q (21”1, (5.2)
where 1, and q; are the coordinate and wave number
parallel to the surface. An unpleasant feature of the full
Hartree-Fock problem is that the perpendicular com-
ponent <p,-,q”(z) of the wave function depends explicitly on

the wave number g, parallel to the surface. The need of
diagonalizing the Hartree-Fock equation separately for all
of these wave numbers would not only increase the com-
putational effort substantially, but also require the numer-
ical computation of all phase-space integrals to fill the
Fermi sea. We felt that this would lead to unnecessary
additional numerical uncertainties. Therefore we have
resorted to an approximate treatment of the Fock term,
originally suggested by Talman and Shadwick.!” This
procedure generates approximate single-particle states by
a local one-body equation

V2+U ) |¢;(r)=¢€;¢(r) , (5.3)

where the effective one-body potential is calculated by
minimization of the total ground-state energy, i.e., by
solving the equation
SE[U]
8U(r)

The simplification has the immediate consequence that,

=0. (5.4)
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due to our geometry, the effective one-body potential de-
pends only on z, and the single-particle wave functions
have the form

¢i(r)

The general derivation of the procedure may be found in
Ref. 17, details of the implementation for our geometry
will be given-in Appendix C. Additional credibility to
this approximate treatment of the Fock term will be
drawn a posteriori from the fact that the nonlocalities con-
tribute only a relatively small correction to the total one-
body potential, i.e., the local Hartree-potential Vy(z) and
the effective potential U (z) differ only by about 10%.
The equations were solved as follows: Let

Uz)=V(z)+AVy(2)+ Vris(z)
with

=q0,~(2)eit”'q” . (5.5)

(5.6)

AVy(z2)= 3 Vi(2) . (5.7)
Vrs(z) is the correction to the one-body potential induced
by the exchange terms.

Starting at ;=1 from a reasonable guess'® for the one-
body density, we set AVy(z)=V15(z)=0 and solve the
Hartree equation (5.3). The so-called imaginary timestep
method!® proved to be an efficient and stable algorithm
for this purpose. Using V4(ry,r)=~vc(|r;—1;|) as an
initial guess, we then solve the PPA equation (3.7). The
solution of this equation allows us to compute a new esti-
mate for the particle-hole interaction V,y(ry,r;) [cf. Eq.
(39)], the components Vi (i=1,2,3,4) [Eqgs.
(4.21)—(4.24)], and the Fock term (4.27). The correction
V1s(z) can then be calculated by the averaging procedure
described in Appendix C. Using AVg(z)+ Vys(z) as a
fixed external potential, the Hartree equation (5.2) is
solved again and the procedure is repeated until conver-
gence is reached. This first solution can then be taken as
an initial estimate for solutions at different r; values and
film sizes d. Since we have decreased the density in rath-
er small steps of r,, the convergence is excellent; stable en-
ergies are typically reached within three to six iterations.

For comparison, we have used the same method to
solve the uncorrelated Hartree-Fock equations, i.e., the
corresponding one-body equations with ViP=0 for
1<i<4and

Vp(rl,rz)zvc( |l'1-—r2| ).

. Calculations were performed for a number of metals of

physical interest in the range 2.07 <r; <5.23: Al, Pb, Mg,
Li, Na, K, and Rb.

B. Energies, densities, and one-body potentials

We have solved the coupled FHNC—Euler-
Lagrange—Hartree-Fock equations for each of the above-
mentioned materials for slab dimensions d =8ayr;,
10agprg, 12a9rs, and 14ayrg (@ is the Bohr radius). From
the ground-state energy as a function of the slab width d
and hence, the particle number n, we can obtain by extra-
polation
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TABLE I. Ground-state energies for different slab dimension d for a variety of metals. The d = « results are extrapolated from
the finite slab results as described in the text. All energies are given in rydbergs. The second entry in each row is the corresponding
correlation energy E.. The numbers in parentheses in the last column are results from the bulk FHNC//0 calculation described in

Appendix A.
d (reagp)
s Metal 8 10 12 14 ©

2.07 Al —0.009 25 —0.00893 —0.008 79 —0.008 69 —0.0079 (—0.0070)
—0.07519 —0.07659 —0.077 35 —0.077 84 —0.0814 (—0.0801)
2.30 Pb —0.055 84 —0.05601 —0.05622 —0.05638 —0.0571 (—0.0563)
—0.07087 —0.07233 —0.07307 —0.07355 —0.0771 (—0.0757)
2.66 Mg —0.099 06 —0.09971 —0.10023 —0.100 60 —0.1027 (—0.1021)
—0.065 36 —0.066 66 —0.06739 - —0.067 84 —0.0711 (—0.0699)
3.28 - Li —0.13124 —0.13223 —0.13295 —0.13346 —0.1364 (—0.1360)
—0.057 85 —0.058 89 —0.059 63 —0.06005 —0.0630 (—0.0620)
3.99 Na —0.14077 —0.141 83 —0.142 61 —0.143 15 —0.1463 (—0.1459)
—0.05131 —0.05208 —0.052 88 —0.05327 —0.0556 (—0.0551)
4.96 K —0.13786 —0.13890 —0.13964 —0.14011 —0.1431 (—0.1409)
—0.044 56 —0.04525 —0.04592 —0.04625 —0.0486 (—0.0480)
5.23 Rb —0.13576 —0.136 83 —0.13732 —0.13749 —0.1398 (—0.1407)
—0.04296 —0.043 68 —0.044 17 —0.044 44 —0.0464 (—0.0463)
20,=E[n]—E_n (5.8) of the single-particle basis and the one-body function

both a surface energy o, and a bulk energy E_. The
asymptotic energy E_ should agree with the energy ob-
tained in an independent calculation of the homogeneous
electron gas. This is an important test for the numerical
accuracy since calculations for the bulk system can be
done on a much finer mesh.

Table I shows our energies per particle for the above-
mentioned materials and slab dimensions. - The asymptot-
ic energy E_ has been obtained by a linear fit of these
data. Also shown are correlation energies E,., cf. Eq.
(4.9), the extrapolated values E_ and the corresponding
bulk energies obtained in the calculation described in Ap-
pendix A. We see that the extrapolated and the calculated
bulk energies agree within about 1%, which lends credi-
bility to our numerical treatment. (The case of Al is ex-
ceptional since the total energy results from large cancel-
lations between kinetic, Coulomb, exchange, and correla-
tion energy. A comparison of the extrapolated and the
bulk correlation energy gives a more realistic estimate of
the numerical accuracy.)

Slight deviations from a linear behavior of the ground-
state energy are caused by the fact that the number of oc-
cupied orbitals @;(z) changes. This induces an uncertainty
in the surface energy. We have estimated this uncertainty
by calculating the surface energy independently for each
slab dimension d from the extrapolated ground-state ener-
gy E . An error estimate is then obtained from

Ao, =+ {{[E(n)—E _n]*)}'7*. (5.9)

Consistent with our approximation of the FHNC equa-
tions, the one-body density p;(r) is simply the Hartree
density derived from the single-particle wave functions
¢;(r;). While the identification is not exact, we have el-
iminated large classes of corrections by the optimal choice

u(r). The density profiles are shown, for the slabs of
14ayr, thickness, in Fig. 6. The density profiles in the vi-
cinity of the jellium edge do not change noticeably with
the thickness of the slab. _
Figure 7(a) shows, for potassium (7;=4.96), a compar-
ison of our density profile with the one obtained by Lang
and Kohn®® at »,=5. We find that in our calculation the
first peak of the density is somewhat less pronounced than

1.25

1.001%

0.25

0.003% -1.0

1.0
z (oors)

FIG. 6. The one-body density p;(r) is shown for Rb, K, Na,
Li, Mg, Pb, and Al. The density with the largest peak corre-
sponds to Rb, the one with the smallest peak to Al. The shaded
area is the jellium background. All densities are from calcula-
tions for the slab dimension d = 14ayr;. Coordinates are chosen
such that z =0 at the jellium edge.



FIG. 7. (a) Our one-body density for K (r;=4.96) (solid line)
is compared with the Lang-Kohn result for ;=5 (dashed line).
The shaded area is the jellium background. (b) Our one-body
density for Al (r,=2.07) (solid line) is compared with the
Lang-Kohn result for ;=2 (dashed line). The shaded area is

the jellium background.

the one found by Lang and Kohn. The difference in the
DF profiles and ours decreases with increasing density.
At r;=2.07, our density is virtually indistinguishable
from the Lang-Kohn density at r,=2, cf. Fig. 7(b).

Figure 8 shows, for aluminum, the decomposition of
the one-body potential into the Hartree term Vi)(z) of
Eq. (4.15), the full local-one-body potential Vy(z) of Eq.
(4.20), and the local potential correction VFrg(z) induced
by the exchange term Vg(r;,r,). We see that the pair
correlations have a substantial effect on the local-one-
body potential; the Hartree term is enhanced by about a
factor of 2. On the other hand, the nonlocalities play a
rather small role; they add only a 10% correction to the
local generalized Hartree potential Vy(z). Figure 9 shows
these potentials for potassium; the situation is very similar
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-0.59__ =T ’
= J
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< .50 —1.04
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(a) s
"0.0 2.5 5.0 7.5 10.0
z  (q,r,)
0.003 3o
FIG. 8. The composition of the full one-body potential U (z),
Eq. (5.6) (solid line), from the electrostatic potential Vi{X(z)
1.25 (short-dashed line), generalized Hartree-potential Vy(z), Eq.
(4.20) (long-dashed line), is shown for aluminum. The jellium
edge is at z =Tagr;.
1.004 r = 2.07
for the other materials.
The comparison of the full one-body potential with the
o 0751 one obtained in Hartree-Fock approximation is quite in-
% teresting (Fig. 10). Due to the absence of the RPA screen-
= ing, the induced term V1g(z) is much larger, whereas the
0.50 Hartree term remains essentially the same, and the total
optimized one-body potential changes very little.
These jellium-model surface energies as calculated by
0.251 the extrapolation outlined above are shown in Table II.
(b) We show also the results obtained by Lang and Kohn®
and by Sun er al.® Other calculations are worth noting:
- ‘ the work of Monnier and Perdew?! and Sahni et al.?> We
-1.0 1.0 3.0 . . . £ Refs. 8 and
2 (agr,) will restrict our comparisons to the work of Refs. 8 an
8

20: The Lang-Kohn theory is the first calculation of this
kind, and the work of Ref. 8 is most closely related to
ours. We find that our jellium surface energies are, except
for r,=2.07 and r,=2.3, somewhat above the results of
Refs. 20 and 8.

0.0 -

(Ry)

-0.24

u(z)

— —— ——

~0-%% 25 5.0 75 10.
z  (a,,)

FIG. 9. Same as Fig. 8 for potassium.
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FIG. 10. The one-body potential U(z) in the Hartree-Fock
approximation (solid line) and the electrostatic potential (dashed
line) are shown for aluminum. The jellium edge is at z =7a,r;.
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TABLE II. Comparison of the surface energies obtained for
the jellium model by Lang and Kohn (Ref. 20), column 3, Sun
et al. (Ref. 9), column 4, and in the present work in the
jellium-background model (FHNC//0, column 5). All surface
energies are given in ergs/cm?. The error estimates are generat-
ed by comparing the surface energy predicted by each individual
calculation when compared with the extrapolated bulk energy
(column 6 in Tables I and II).

75 Metal LK SFW FHNC//0
2.07 Al —730 102 —222+5.0
2.30 Pb —130 278 181+6.0
2.66 Mg 110 309 383+3.0
3.28 Li 210 363 360+1.6
3.99 Na 160 204 261+1.2
4.96 K 100 94 159+0.6
5.23 Rb 85 76 105+3.9

C. Pair distributions and correlation functions

One of the major objectives of our calculations is to obtain information on the importance of density-dependent and
anisotropic correlations. The most obvious quantity to study in this connection is the pair-distribution function g(r,r’).

We have used in this work the expression

pat, 1) =[14+Tga(r,t) 1 {p5 (5, )+ [p1(r)py () V[ Sp# T gy % Sp— T gg 11,1} ,

polr,1’)

g(r,r ):___—pl(r)pl(r’) .

The expression is derived from the static form factor
S(r,r') [Eq. (3.6)] by adding, after Fourier transform, all
those diagrams that are missing in (3.6) to obtain the com-
mon factor 14T g(r,r’), but which would violate the
correct long-wavelength behavior of the static form factor
unless higher-order “elementary” diagrams are includ-
ed.

The coordinate system in which the anisotropy of the
pair correlation function is minimal is the one where the
center of mass of the two particles is fixed at a certain dis-
tance z,, =(z;+2,)/2 from the center of slab, and the
pair correlation function is considered as a function of the
distance r of the two particles parallel and |z;—2z, |
perpendicular to the surface. In the center of the slab, one
should expect bulk behavior and a comparison of the
pair-distribution function with the corresponding bulk
distribution function gives an estimate for the numerical
accuracy of the calculation. This comparison is shown,
for the Al slab of d =14ayr,, in Fig. 11. The agreement
is shown to be excellent, the pair-distribution function is
isotropic within drawing accuracy. The situation for the
other materials is identical.

Anisotropies are to be expected in the vicinity of the
surface. We show in Figs. 12(a)—12(c) the - pair-
distribution function for two particles located at about
0.61ayr, inside the jellium edge, on the jellium edge, and
0.61agr; outside the jellium edge. Comparison is made
with the local-density approximation obtained by interpo-

(5.10)

(5.11)

|

lation from the bulk electron-gas calculations. We see
that anisotropies can be larger then 10% and the deviation
from the local-density approximation is of the same order
of magnitude. In particular, in the low-density regime,
the local-density approximation fails severely. Our results

- 1.004
?" 0.75
N
NE 0.50
\6 rs = 2AO7
0.5 z, = 0.10 SRS
: p(z,) = 1.00 Po
0.00 . . . .
0.0 1.0 2.0 3.0 4.0 5.0
" 'zv—zzl (Oors)
FIG. 11. The pair-distribution function g(zy,z,,r)) for

aluminum is shown for a pair of particles having the center-of-
mass coordinate z.,, close to the center of the slab. The values
of the pair-distribution function parallel and perpendicular to
the surface are indistinguishable. The circles indicate that the
results from a bulk calculation at the same density.
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FIG. 12. (a) The pair-distribution function 8(zy,2a,7))) is

shown in aluminum, for a pair of particles having the center- .

of-mass coordinate z. , close to the jellium edge inside the slab,
as a function of 7| for | z;—z,| =0 (solid line) and as a func-
tion of | z,—z,| for r;=0 (dashed line). The local density at
the center of mass is equal to the central density po. The circles
indicate the results from a bulk calculation at the same density
p1(Zcm.). (b) Same as (a) for a pair of particles having their
center of mass z.,, on the jellium edge. (c) Same as (a) for a
pair of particles having their center of mass z., slightly outside
the jellium edge.
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are very similar for other materials; as another example
we show in Figs. 13(a)—13(c) the corresponding pair-
distribution functions for potassium.

The anisotropy of the pair distribution function is
displayed more clearly in a coordinate system, where one
particle is held fixed. We show in Fig. 14 for aluminum,
a contour plot of the pair-distribution function
g(zy1,25,7))) for two particles, one of which is held at the
jellium edge.

In view of further applications of the optimal correla-
tion functions calculated in our work, for example, in a
more accurate Monte Carlo evaluation of the energy-
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FIG. 13. (a) Same as Fig. 12(a) for potassium. (b) Same as
Fig. 12(b) for potassium. (c) Same as Fig. 12(c) for potassium.
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FIG. 14. For an electron located in Al at the jellium edge
(i.e., z, is kept fixed), we show the lines of constant g(zy,za,7)).
The contours correspond to g(z1,22,7)1)=0.2,0.3, . ..,0.9.

expectation value, it is also interesting to study the pair
correlation function

FAUr,r)=explu,(r,r,)] .

We have seen above that both the local-density approxi-
mation and the assumption of isotropy for the pair-
distribution function g(r;,r,) fail in the surface. The ap-
proximations made in earlier variational work on inhomo-
geneous systems have been even more severe: Generally,
the pair correlation function exp[u,(r;,r;)] has been as-
sumed to be a density-independent, isotropic function
throughout the system. These assumptions can be easily
tested within our theory. For given Ny(r;,r,) and
T 44(1y,1,), we obtain from Egs. (3.2) and (3.5)

SAHrr)=[14Tgq(r,1;)] expl —Ng(r,r2)] . (5.12)

We show in Fig. 15, for K and the slab dimension 14q,7;,
the pair correlation function f*(ry,r,) in the center of the
slab and on the jellium edge. Comparison is made be-
tween the values of this function in different directions,
and the bulk correlation function at the corresponding lo-

1.25

r = 4.96

1.00
0.75

0.501

2
g 12,72, 1)

0.25

0.00 2T . .
0.0 20 40 5.0

e lz, ——22| (oor‘)

FIG. 15. The upper three curves show, for potassium, the
pair correlation function fX(z. ., |21 —2; |,7)) for a pair of par-
ticles with their center of mass z. ., in the center of the slab,
parallel (solid line) and perpendicular (dashed line) to the sur-
face. The circles indicate the corresponding bulk correlation
function. The lower three curves show the same comparison for
a pair of particles whose center of mass is on the jellium edge.
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cal density. We see that the anisotropy and density depen-
dence is less pronounced than for the distribution func-
tions. But the correlation function in the surface deviates
notably from the one in the center of the slab. Whereas
local-density or isotropic approximations for the pair
correlation functions might be considered acceptable, the
assumption of density independence of the correlation
function is certainly not. The situation is very similar for
other values of ;.

D. Remarks on lattice corrections and work functions

The jellium model is an idealized model of a real metal.
As was first studied by Lang and Kohn,? there are large
corrections to the surface energy of a metal due to ex-
istence and nonuniformity of the ion-lattice background.
Lang and Kohn have estimated ‘the size of the lattice
corrections by first-order perturbation theory, using aver-
aged pseudopotentials originally suggested by Ashcroft.?!
Later improvements of that by Monnier and Perdew?? and
by Sahni et al.?® included somewhat better estimates of
the effects of the nonuniform background potential and
the relaxation of the first lattice plane. Monnier and Per-
dew?? have pointed out that the nonuniform background
potential can cause, especially for lead, significant changes
of the electron density. This makes an estimate of lattice
corrections by first-order perturbation theory question-
able. In fact, the potential correction term 8v(z) is not
small compared with the effective one-body potential
U(z). Monnier and Perdew have therefore included back-

_ground effects in a variational, but averaged way. Since

our present approach does not make any assumption on
the form of the background potential, it is easy to imple-
ment a one-dimensional oscillating potential Sv(z) in the
generalized Hartree-Fock equation (2.21). But it turns out
that the full inclusion of the background potential induces
unrealistically large density fluctuations (up to 25% for
lead). Therefore, we felt that the question of the nonuni-
formity of the ion background involves considerations
quite distinct from the problem of describing the electrons
adequately and have decided, for the sake of comparison,
but aware of the deficiencies, to use the Lang-Kohn first-
order approximation.

To include the lattice corrections, we follow the route
of Ref. 20, which leads to two correction terms to the sur-
face energy, (a) the classical cleavage energy o and (b)
the energy

80, = [ 80(2)p(z)—p.(2)]

caused by the direct modification of the electron density
due to a nonuniform background potential Sv(z). The an-
alytic form of the potential correction 8v(z) may be found
in Appendix D of Ref. 20.

The cleaving energy o is independent of the electronic
structure of the metal; we can take here the results of Ref.
20 and their extensions by Monnier and Perdew?? and
Sahni er al.?> The correction term o, caused by the
nonuniform background potential is calculated using the
one-electron density of the jellium model. The decompo-
sition of the total surface energy into the jellium contribu-
tion, the classical cleavage energy, and the background

(5.13)
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TABLE III. Composition of the total surface energies 0 =0, +80+80,, in the ion-lattice model
into the jellium-model contribution o, the classical cleavage energy 80, and the lattice-correction term
80,. The values for 80 were taken from Refs. 20, 22, and 23. All surface energies are given in

ergs/cm?.
rs Metal Face oy 80 s 8oy o

2.07 Al (111) —222 1136 409 1323
2.30 Zn (0001) 181 580 99 860
2.30 Pb (111) 181 1159 397 1737
2.66 Mg (0001) 383 296 131 810
3.28 Li (110) 360 134 59 553
3.99 Na (110) 261 24 33 318
4.96 K (110) 159 12 17 188
5.23 Rb (110) 105 —1.0 15 119

~ correction is shown in Table III; a comparison of our re-
sults with those of Refs. 8 and 20 and experimental
work?*—? is given in Table IV.

Our surface energies are in all cases higher than the ex-
perimental values, and also higher than all previously
published results. The discrepancy is especially pro-
nounced in lead. We attribute most of this to the missing
relaxation to the nonuniform background. We note also
that the correction 80 is a rather sensitive functional of
the one-body density since the net energy correction is to
the cancellation of large positive and negative terms.

As for the lattice corrections, we adopt also for the cal-
culation of the work function the Lang-Kohn procedure.°
There, the work function is given by

¢=0, —pu—(5P), (5.14)
where u is the bulk chemical potential,
—dnE/A) (5.15)
dn

In our case of a slab geometry of finite dimension, we
have

&, =VP(0)—VN0) .

This identification is justified if the electrostatic potential
is sufficiently constant inside the slab. (8®) is a lattice

(5.16)

correction term>® which needs an independent calculation
of the change of the one-body density if one particle is re-
moved. The correction term is relatively small in the
Lang-Kohn work and depends also on details of the
nonuniform background potential. In view of our above
considerations we postpone the study of these corrections
until the background corrections are included in a more
self-consistent way.

The bulk chemical potential can be obtained via Eq.
(5.15) from the bulk correlation energy. Here we have fol-
lowed a procedure adopted by Ceperley,’! who makes a
global Padé approximation to the correlation- energy per
particle as a function of r:

a
14-Bir*+Bors

We have adopted the same analytic form for our
FHNC//0 results and calculated the chemical potential
for both the variational Monte Carlo results of Ref. 31
and our bulk FHNC calculation. The Coulomb barrier
can be obtained from the variational calculations for the
inhomogeneous system. Results and a comparison with
the calculations of Refs. 8 and 30 and the experimental
data of Ref. 29 are shown in Table V. Again we see that
the jellium-model work functions are throughout notice-
ably above those of earlier calculations.

E /A= (5.17)

TABLE IV. Comparison of the theoretical predictions for the surface energy as given by Lang and
Kohn (LK, Ref. 20), Sun et al. (SWF, Ref. 9), and FHNC//0. The experimental values are minimum
and maximum values found in Refs. 24—29. All energies are given in ergs/cm?.

T Metal Face LK SFW FHNC//0 Expt.
2.07 Al (111) 730 977 1323 965—1170
2.30 Zn (0001) 480 547 860 350—1040
2.30 Pb (11n 1140 1118 1737 593—690
2.66 Mg (0001) 546 672 810 712785
3.28 Li (110) 380 465 553 470—522
3.99 Na (110) 230 264 318 220275
4.96 K (110) 140 124 188 125—145
5.23 Rb (110) 120 107 119 95—117
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TABLE V. Electron-gas chemical potentials obtained from the variational Monte Carlo equation of
state (column 3) and the FHNC//0 equation of state (column 4). Column 5 shows the dipole barrier ob-
tained in our calculation, and column 6 the jellium-model work function. Columns 7 and 8 give the cor-
responding results of Refs. 30 and 9. (The results of Ref. 9 include the lattice correction.) Column 9
quotes the experimental results of Ref. 29. All energies are given in eV.

Metal 7s HUmMc KFHNC AD Prync LK SFW Expt.
Al 2.07 2.30 2.39 7.29 4.90 3.87 3.6 4.19
Zn 2.30 0.94 1.03 5.84 4.81 3.80 3.0 4.33
Mg 2.66 —0.39 —0.30 4.08 4.38 3.66 3.0 3.66
Li 3.28 —1.52 —1.42 2.40 3.92 3.37 3.6 3.1
Na 3.99 —2.03 —1.93 1.43 3.36 3.06 2.9 2.7
K 4.96 —2.22 —2.11 0.72 2.83 2.74 2.7 2.39
Rb 5.23 —2.23 —2.11 0.61 2.72 2.63 2.2 2.21

VI. SUMMARY

In this paper we have presented results of what we con-
sider to be at present, the most advanced application of
microscopic many-body theory to large inhomogeneous
systems. It is the first application of the optimized
FHNC theory for an inhomogeneous problem. The
theory contains no adjustable parameters; the only ap-
proximations are the form of the correlated wave function
and the level of FHNC approximation. The correlated
wave function (1.1) has proved®! to be an excellent choice
for homogeneous electronic systems. The FHNC//0 ap-
proximation causes some additional uncertainties, but it is
also quite satisfactory for the bulk electron gas. The use
of more sophisticated FHNC approximations (such as the
FHNC/C approximation of Ref. 14) would increase the
computational effort by about a factor of 2, in other
words it is quite feasible. But experience from studies of
homogeneous systems”'* suggests that the higher-order
correction terms are rather random in nature, and that the
basic physics is described correctly within the FHNC//0
approximation.

The results of our calculations are, nevertheless, some-
what disturbing in the sense that they produce higher
values for the jellium surface energy and the work func-
tion than expected. A possible source of uncertainty is the
approximation p;(r)=~p?(r), which is the only one that
has not yet been tested. The need for cluster expansions
for the one-body density is a new feature of theories of in-
homogeneous Fermi systems. One may investigate the ac-
curacy of this approximation by calculating the first-order
correction terms, i.e., the fourth and fifth diagram shown
in Fig. 2. However, instead of going beyond the
FHNC//0 approximation and calculating some more sets
of diagrams, we feel that it is more instructive to pursue
immediately a Monte Carlo evaluation of the energy and
the densities using our optimized correlation functions.
Such a calculation is under way. The jellium model,
which does not suffer from the uncertainties of the inho-
mogeneous ion lattice background, is a sufficiently well-
defined system and will allow conclusive comparisons.

Only slight rearrangements of the algorithm used here
allow the same method to be used for the surface of liquid
3He or adsorbed films. Spherical systems can be treated
in a very similar way, though the flat-surface geometry is

computationally more efficient. With the proper exten-
sion of the optimized FHNC theory to state-dependent
correlations finally in sight,*? we believe that microscopic
calculations for finite nuclei will also be feasible in the
foreseeable future.
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APPENDIX A: BULK ELECTRON-GAS
CALCULATION

We give in this appendix the bulk limit of the
FHNC//0 and Euler-Lagrange equations used in our
work, and present numerical results for that approxima-
tion. For a description of the full FHNC/C procedure in
electronic systems, the reader is referred to Ref. 14. In
that paper, all diagrams had been summed that can be
summed with two-body equations, and estimates for
higher-order exchange diagrams were included to all or-
ders. To avoid an excessive computational effort, the
present work has employed the simplest version of the
FHNC theory. The FHNC and the Euler-Lagrange equa-
tions for the bulk electron gas assume the form

S (k)= Se(k) - , (A1)
[1+(4mp /P 2)SHE)V 1, (k)]

where
3k /4kp—k3/16k3, k <2kp

SHO=11 k> 2k, (A2)

is the static form factor of the noninteracting Fermi sys-
tem. The particle-hole interaction ¥, ;(r) has the form



Von(r)=[1+Tg(rlvc(r)

2
V4 T2 24 Tron(r), - (A3)

and I' gy is related to the static form factor S (k) through

S (k)=Sp(k)+SEK)T 44(k) . (A4)
The tilde denotes the dimensionless Fourier transform
flk)=p f d3r f(r)exp(ik-r) . (AS)
Finally, the “induced interaction” w;(r) is of the form
#2K> S (k) 1 1 )
~ oy _ Tk _ A6
Or=—" 2500 | |50 “spt | - A°

Equations (A1)—(A6) form a closed set which allows
the calculation of the static form factor S(k) from the
bare Coulomb potential vc(r). From an initial guess of
the particle-hole interaction V() one computes via Eq.
(A1) the static form factor and from Egs. (A2) and (A4)
the quantities I'y;(#) and wy;(r). These are used in Eq.
(A3) to compute a new particle-hole interaction, and the
process is repeated until convergence is reached. At high
densities 7, <1 it is sufficient to start with the bare
Coulomb potential, at lower densities one can use one of
the higher-density results as a starting point of the itera-
tions. Depending on the density, convergence is reached
after 3—10 iterations. The procedure works more effi-
ciently than in systems with a hard-core interaction, since
no precautions need to be made to maintain a proper
short-ranged behavior of T 44(r).

Once a numerical solution of the Euler-Lagrange equa-
tions is obtained, the energy can be calculated via Egs.
4.9), (4.10), (4.13), and (4.14). For the homogeneous sys-
tem, these expressions assume the simple form

1 d’k ~ =
AEpot/A=5;f (a7 1S B =Se(lc(k) = Vpa(k)]
(A7)
7 d3 Sk —Sp(k)]?
E A= , A8
reA/ 8mp I (27)? S2(k)Sg(k) (A8
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TABLE VI. Comparison of the correlation energy of the
bulk electron gas as obtained from the variational Monte Carlo
calculations of Ref. 31 (MC, column 2), in the random-phase ap-
proximation (RPA, column 3), in the FHNC/C calculation of
Ref. 14 (column 4) and in the present FHNC//0 approximation
(column 5) as a function of 7; (column 1). All energies are given
in rydberg units.

rs MC RPA FHNC/C FHNC//0
1.0 —0.122 —0.158 —0.134 —0.113
20 —0.087 —0.124 —0.094 —0.082
3.0 —0.072 —0.106 —0.073 —0.065
4.0 —0.062 —0.094 —0.064 —0.055
5.0 —0.055 —0.085 —0.056 —0.048

2
AT,F/A:_%:— [ @ Tua(r) | VI14 T gg(r]172 |2 .

(A9)

The results of the simplified FHNC/EL calculation are
shown in Table VI in comparison with the Green’s-
function Monte Carlo results of Ceperley and Alder,® the
random-phase approximation (RPA), and the full
FHNC/C treatment of Ref. 14. The simplified FHNC
treatment is not quite as good as the full FHNC/C calcu-
lation, especially at lower densities, but it compares favor-
ably with the RPA, and the uncertainties in the bulk
ground-state energy are likely to have no large effect on
the surface energy. The decomposition of the correlation

energy
Ec:AEpot +ERPA+ATJF (AIO)

is shown in Table VII. We see that AEgp, is dominant
only at high densities.

APPENDIX B: NUMERICAL SOLUTION
OF THE PPA EQUATION

Our algorithm for solving the PPA equation (3.7) is
closely related to the normal-mode decomposition pro-

TABLE VII. Decomposition of the correlation energy of the bulk electron liquid in the FHNC//0

approximation as a function of r;. All energies are given in rydberg units. The last two columns give
the chemical potential derived from the FHNC//0 results (column 6) and from the variational Monte

Carlo energies (Ref. 31).

rs Egpa AE AT E. UFHNC Umc
2.00 —0.0592 —0.0388 0.0165 —0.0815 0.2141 0.2081
2.07 —0.0579 —0.0384 0.0162 —0.0801 0.1751 0.1690
2.30 —0.0540 —0.0371 0.0153 —0.0757 0.0755 0.0691
2.66 —0.0489 —0.0351 0.0141 —0.0699 —0.0219 —0.0287
3.00 —0.0450 —0.0333 0.0130 —0.0653 —0.0760 —0.0831
3.28 —0.0422 —0.0320 0.0122 —0.0620 —0.1044 —0.1117
3.99 —0.0367 —0.0290 0.0105 —0.0551 —0.1414 —0.1489
4.00 —0.0366 —0.0289 0.0105 —0.0550 —0.1417 —0.1492
4.96 —0.0313 —0.0255 0.0088 —0.0480 —0.1550 —0.1628
5.00 —0.0311 —0.0254 0.0087 —0.0478 —0.1551 —0.1629
5.23 —0.0301 —0.0247 0.0084 —0.0463 —0.1555 —0.1632
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cedure developed in papers I and II for Bose systems. We
use

X4q(11,12) =87 (1;,1,) =S ~!(1},1,) (B1)
and rewrite Eq. (3.7) in the form
[S~'xH %S (r;,1,)

=2V, n(r,12) +[SF '« H %S5 ' [(r,1,) . (B2)
Consider now the eigenvalue problem
f d’ry {2V n(r1,12) +[SF % H %S5 ' 1(ry,1,))

X H (1) =#0lyP(r)) . (B3)

. The problem (B3) has the same structure as the eigenvalue
problem discussed in papers I and II; in particular, the
eigenvalues #°w? are real. It is then easily shown that the
static form factor defined by Eq. (B2) has the form

S(rur)=3 z—H Y )], B
Ji l

and the inverse, in the sense of the convolution product
(2.5), is given by

S rpr)= 3 fo ()Y (ry) . (BS)
1
The set of non-nodal diagrams Xg4(r;,r,) can now be ob-

tained from Eq. (B1), and the function T g;(r,r;) can be
constructed from S(r,r,) through

Ca(r,r)=[SF % S*Sz ' (r;,1,)— S5 ry,1,) . (B6)

We see that the solution of the Fermion PPA equation is

hardly more involved than the solution of the correspond-
ing Bose problem. The central step is the solution of the
eigenvalue problem (B3) which is identical for Bose and
Fermi statistics. The additional manipulations necessary
in the Fermi case involve only the convolution products
with Sg and Sp .

APPENDIX C: SINGLE-PARTICLE DENSITIES
AND THE TALMAN-SHADWICK
EFFECTIVE POTENTIAL

We present in this appendix the detailed form of the
one-body density and the density matrix generated by the
single-particle wave functions (5.5) and the equations used
to calculate the optimal one-body potential U(z) [or
equivalently, Vgp(z)] of Egs. (5.3) and (5.6). We assume
periodicity in a box of length L parallel to the surface,
and normalization of the z component of the wave func-
tion

[° dz g2 ?=1. (1
The energy of a particle in state { with momentum q
parallel to the surface is :
ﬁZ
2m
If the Fermi sea is filled up to a certain Fermi energy Er,
the total number of particles in a square piece of the film

ei,q“=6i+ qlzf . (CZ)

of sidelength L will be
N[EFl= 3 1

“ray (SEF)

=L2§ 2::52 (Ep—€;,)0(Ep—€;) . (C3)

[Actually, the argument is rigorous only if the single-
particle orbitals are solutions of our full generalized
Hartree-Fock equation (2.21). We assume here that the
single-particle states generated by the approximation
equations (5.2) and (5.5) are sufficiently close to the
single-particle states generated by the full Hartree-Fock
equation (2.21).] Equation (C3) is used to determine the
Fermi energy from a given particle number N which is
given by the requirement of charge neutrality, i.e.,

N=p,L% . (c4)

Given the Fermi energy, we can calculate the local-one-
body density and the density matrix of the noninteracting
system:

phr,r) =pl(z,2'r))

v [ :‘;2‘1)“229 Ep—e— 2;,2 Pi(2)
X@;(z')expliq(ry—r)]  (C5)
and
pi(2)= 2;’;2 S OEr—e)(Er—e)| gi(2)] 2, (C6)

The static form factor of the uncorrelated system, S,
is needed in a representation, where the coordinate parallel
to the surface is Fourier transformed,

d2r, | of(z,2" ) | 2 I
Sr(z,2',q)=8(z —z’)_.—l- f il pt HUIZ
v [PI(Z)PI(Z’)]

(C7
Inserting the representation (C5) leads us to
Sr(z,2',q))=8(z —z’)
> N, j,q))ei(2)e; (2 )@} (2)p;(2")
-
- [p1(@)p1(z)]'? ’
(C8)
where
Njap)=> [ 7‘2’727%;9 EF_ei_Eﬁ;.qz
#
X© |Ep—e;—7 —(q)— q)Z} (C9)

We now calculate the variation of the total ground-state
energy with respect to the effective one-body potential
U(z). The energy depends on U(z) only through the
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single-particle orbitals ¢(z), i.e.,

__8E_ 8gi(z)
Ef &P?(Z') 50U +c.c.=0.

8U(z) (C10)

The single-particle states @;(z) are determined through
(5.3) by the effective one-body potential U(z). . Using

first-order perturbation theory, Talman and Shadwick!”

8<p, ')

*
UGz @i (z) . (C11)

@; (2')p;(2)
j=h €€
For the case of our geometry, the summation over the oc-
cupied states appearing in Eq. (C10) involves integration
over the momentum q parallel to the surface. Carrying
out these phase-space integrations and using the fact that
&p, (z')/8U(z) projects into a subspace orthogonal to

found that @/ (z), we finally find the condition
|
d 8<p, z
o=2f (27:29 Ep falz1 ) S[Vi(z) = Uzl (z)
d’q . 8pi(z;)
w f 2m)? fd21 fdzZN(z,j;q”)VF(zl,zz,q”)tp,-(zl)¢7}'(zz)<p,-(zz)—8-l—’](z—)+c.c. , (C12)

where

Vr(z1,25,9))= f dzr” VF(Z1,"2,"H)eir”.q” . (C13)

Inserting (C10) and Vg(z)=Vy(z)—U(z), we finally arrive at the compact form of the optimization condition for the

effective one-body potential

@:(2)g] (2)

jéi)e(Ep—e,) P 217_%2 (Ep—€;)U;; —V;; |=0 (C14)
with ,

U= fd2<p,-(z)<p}‘(z)VTs(z) (C15)
and

V,=— f(d:Tq)”z [ dz, fdzz}IZ‘,N(k,j;q,,)VF(z,,zz,qH)¢,~*(z1)¢k(zl)¢;<zz)¢j(zz). (C16)

With the definitions (C15) and (C16), Eq. (C14) is a linear
equation for the unknown function Vrg(z) which can be
solved for any given Fock term Vg(ry,r,;). Note that, due

I

to the orthogonality of the single-particle states @;(z), the
effective interaction is determined only up to an additive
constant.
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