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It is shown that the Harbola-Sahni exchange potential w, is not generally independent of path for
nonspherical densities. Requirements for corrections to w, are put forth.

Consider N interacting electrons in a local-
multiplicative spin-independent external potential v (r).
The Hamiltonian is

H=3 —1vi+ 3 v(r,-)+2|r,-—rj|_1 . (1
i=1 i=1 i<j

According to the Hohenberg-Kohn-Sham theory,' the ex-
act ground-state energy may be obtained from

E =min [Ts[p]-}-f v (D)p(r)dr
P
+%f fp(rl)p(rz)lrl—r2|_1d3r1d3r2
+E.[pI+Eclp] | . @

where T,[p] is the noninteracting kinetic energy, and
where E, [p] and E_[p] are the exchange and correlation
energies, respectively. The minimizing density p,  in Eq.
(2) satisfies the Kohn-Sham equations' for noninteracting
fermions:

—1ivi+u(n)+ f p(r)r—r'| " 1d3

+olplin)to ([pkr) |$i(r)=¢€,(r), (3

where
8E,[p]
ox([pir)= dp(r) ~’
_8E [p]
velphr)=—5

are, respectively, the exchange and correlation potentials.

Harbola and Sahni’> have proposed an orbital-
generated local exchange potential w, (r), as an approxi-
mation to v, ([p];r), and they also provide an interpreta-
tion for their potential; it is the work done in bringing an
electron from o to r against the force of an €, (r) electric
field. They define w, (r) as a line integral

wx(r)=—fr e (r)dr, (4)
where
(') (r—r')
ex(r)ZI%—dﬁ’ . (5)
r—r

The Harbola-Sahni potential has yielded exciting concep-
tual and numerical results?~* for spherical densities and
for jellium metal surfaces, and their novel ideas have at-
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tracted interest. In fact, Wang et al.’ have recently
proved that w, is exact in the uniform gas limit, and for
closed-subshell atoms w, yields encouraging total ener-
gies® and highest-occupied orbital energies that are far su-
perior” to those given by the local-density approximation.

The exact exchange potential v ([p];r) satisfies the
Levy-Perdew® relation

(@[pIN. [®[p]) —Ulpl=— [ p(r)r-Vu ([pJir)d’r ,

(6)
where for arbitrary p, ®[p] is that single determinant
which is composed of the N lowest-occupied orbitals of a
local potential and U [p] is the classical electron-electron
repulsion energy [the third term in Eq. (2)]. Harbola and
Sahni have shown that w,(r) satisfies the Levy-Perdew
relation by assuming that

Vw, (r)=g,(r) . (7

This assumption is crucial to their proof and their inter-
pretation of w, (r).

A necessary and sufficient condition that the line in-
tegral in Eq. (4) is independent of path, which guarantees
the validity of Eq. (7), is

curle, (r)=V Xe€,(r)=0 . (8)

Conversely, if the curl of €,(r) is not equal to zero, then
(i) the line integral of w,(r) depends upon path, which
implies that w,(r) cannot be interpreted as work, which
must be independent of path, and (i) Eq. (7) does not
hold, and the proof in Ref. 2 is not valid in this situation.
[From the development in Ref. 2, it should be clear, how-
ever, that w, always satisfies Eq. (6) for one-dimensional
problems.]

Motivated by the above issues, it shall be shown that
V X¢€,(r)#0 for a Kohn-Sham ground-state determinant
which yields a nonspherical density, but it is noted that
w, is the exact Kohn-Sham exchange potential for one
and two electrons, even if the density is nonspherical, so
path dependence is obviously no problem for one and two
electrons.

To give an example where V X g, (r)#O0 for a nonspher-
ical p(r), consider a four-electron Kohn-Sham ground
state 1s(1,1)2p,(1, 1) where

—y =_1 3n -
1/’1_11’13—”1/22/3 zr’

= — 1 5/2, —
¢2_¢2pz__4____z / e zr/2

rcos@ ,
(2,”,)]/2
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22 The curl of €,(r) is
p(r)=2 2 A 2—2——e e 7+ —r’cos?d | , (10)
i=1 32 ’ 4
VXe (r):vxfd%rw
y(r,r')=2 2 Y)Y (') x r—r'|3
i=1
=2 L st =Vx [d%'——Vp,(r,r) (13)
m r |r__rl| px ’ .
2
—z(r+r)/2 4 27 ,
X e + 2" cosf cosf an [Note that —zr~! is the noninteracting Kohn-Sham
ly(r, )2 effective potential for which the density given by Eq. (10)
pxlnr’)= —2L’(—)—— is a ground-state density. This density is simultaneously
P ) a ground-state density of some interacting Hamiltonian
2 . .
—zr4ri2y 20 , with a non-Coulomb potential.]
R + 35 77 'cos6 cosf We assign [V X e, ()], [VXé,(r)]; and [VXe,(r)];
— —zr
- —ﬂ—e ) to represent three components of V X ¢, (r). For this par-
e+ 2 1200820 ticular case p,(r,r’') does not depend upon ¢ and ¢’, and
32 it is readily obtained that [V Xe,(r).=[V Xe,(r)];=0.
(12)  Equation (13) becomes
J
I
- 1 i ! —41 a o ¥ < ,2 ' 2
VXe,(r —¢7I§0m§_121+1 57[ R dr' | Y, (6,6) 55 fam,o,c L)Y (6,4')
bl r< /2 a a ’ ’ 1. 4
_f R dr' | =5 Vi (6,4) arfdﬂpx(r,r)Y,fn(O,gb)] . (14)
In order to calculate [V X g, (r)], we first deal with the integral f dQ'p, (r,r')Y},(6,¢"):
23 e —zr , 22 2
f dQ’px(r,r')Y,fn(O',¢')=—7T— ; f dq/’ e_Z(’+”/2+§—2~rr’cosecose’ Y (6,¢")
—zry 27 2.2
e 7+ 3" cos 0
3 —zr' 2 4 172
=2 ¢ Viage 7ty ’8108,,,04- (cosG)rr e 2t | 2 88 .
m N ) 29 3
e “+ %) rcos
2 4 172
+ —25 r’r(cos’d) | 3 ST 8380t 1V A8108 00 ] .
(15)

The first term in Eq. (14) then becomes
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—47
PR

4 23
——=—re

T zr/ZCOSB

32

1
afw r<
1+1
arJo rl;

, 2
’ r2(cos?0—

r2dr | Yy, (0,6) 55

fdﬂpx )Y (6,4) l

1

f""r< 13, —(3/2zr gy a
ar 0 rs

N
3 ar rs

e —zr dr'

2
o F'c 4
5
0

e T+ z—2r200s20
32

cosf

89 —z z? 2.2
"+ — 6
e 32r (Jo}




4040 BRIEF REPORTS

3
2

32

KB cos’
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32

3 wr'4 .
-—f —e  dr'
orJo ry

—zr 22 2
e +5r cos@

2(2)%sin(20)e ~ /[ e “z’—(z2r2/32)c0526]
= 3 +(nonzero terms) .

2
e "+ 2 cos?9
32 ~—5A~ COs

To calculate the second term in Eq. (14), we start with

9 , 3 |z* (cosf)e 22 ey
30 =Y, (6, ¢) fdQPx(rr Y1m(9¢)——sm98— — E e 22188 mo
—2zr
e +——32 r-cos-0
23| 22 2. d r2r'*(cos?@)e "
—-ﬂ:‘ ?2‘ s1n(29)§ 6126,0 »

32

;2
[ —rp 2200520

o I 1
41 o e ’ ’ a d ’ ’ Y]
120 20+1 90 e 2dr _5Y1m(9,¢)l—a7f dQ'p,(r,r')Y},(6',9")
=0m=— >
r 3 -z 2
=—i71 _;_r’zdr'singi z- (cosf)e z_rrle—z(r+r)/2
35 2 or 42 16
_”+-§r cos?0
47 |23 || 22 : w 3 | e #'r2r2cos?o
— |— | | == f —r'%dr'sin(260)—
5 |7 32 o r3 or _ 2?2,
ap 2, cos?0
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=\ = > |e —3zcos6f0-;zre dr
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32 wrl ,
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— Y r>
[ z’+——r 2co0s%0
2,2
ssin(20) [1+Z o7 le"”— 23; cos?0
= [% 5 +(nonzero terms) .
22
2le=7+ 2L (020

r 32

Subtraction of Eq. (18) [its rhs denoted by #(18)] from Eq. (16) [denoted by #(16)] yields the curl of €, (r):

2,2
ssin(20)e ~7/? ‘e T %cosze

1——

2

2

2
3 —zr 2
r l +2 ) cos 0

vx::x(r)=%[7f(16)—7i(18)]$= [%

$ + (nonzero terms) .

(16)

an

(18)

(19)
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Note that the first term in Eq. (19) cannot be canceled out
by any other terms and we therefore arrive at

VXeg, (r)#0 . (20

This simple example illustrates a case where
Vw, (r)5¢,(r) for a nonspherical density, and thus w, (r)
and its interpretation should be reexamined and modified
for nonspherical densities.

Requirements for a modified Harbola-Sahni potential
w,(r) are now asserted:

wi(n=— ["[e (n)+Y(r)]d, 1)
where
VX[e, (r)+Y(r)]=0. (22)

It is obvious, from Egs. (8)~(10) of Harbola and Sahni,’
that w,(r) satisfies the Levy-Perdew relation if Y(r)
satisfies

[ ptor-Y(nd*r=o0. (23)

Along with other constraints on Y(r), the solution to
Egs. (22) and (23) yields Y(r), from which one can calcu-
late w,(r).

It is obvious from Ref. 2 that for one and two particles,
w,(r) is the exact Kohn-Sham exchange potential v,.
This arises from the fact that w, is v, for a system with N
particles occupying just one orbital, as implied in Ref. 2.
If N particles are in the same orbital, the exchange hole
takes on a very simple form,

r ot

p(r'T )——-——p(r”) (24)

Then €,(r') becomes

fﬂ-r‘:—lg’aﬂ & 25)
r—r

or

V=3V [ 26)

from which we can readily remove the path integral from
w,(r):

_____f_BL)_dS ’ 27

lr—r'|

wx(r)=—f g, (r')
ffE E d3 d3 ’

for the system in which only one orbital is occupied.

Li and Krieger,” Perdew,® and Harbola and Sahni,’
have independently already shown that in a closed atomic
subshell system V Xg, (r)=0, so that it is important to
note that Egs. (6) and (7) are satisfied in these systems.
Here we would like to provide a simple proof that the
curl of €,(r) is zero when p(r,r')=p(r,r'). In this case
Eq. (13) is simplified as follows:

VXex(r)=VX’r‘f d3r’ |r—lr’| %px(r,r’)
)
=VXT |—4r . rL—aipx(rr )dr'
>

which ensures that the assumption and the proof in Ref.
2 is valid for this particular case.
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