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An exact evaluation is given in the high-density limit of the first gradient coefficient which enters the
exchange plus correlation energy in the Hohenberg-Kohn-Sham formalism for an inhomogeneous two-
component (electron-hole) system. Numerical results are given for isotropic electron and hole bands for a
range of values of the electron-hole mass and density ratios. An application is made to Ge under [111] strain

and the surface energy is calculated in a simple model.

I. INTRODUCTION

The consideration of the electron-hole liquid
(EHL) in semiconductors such as Ge and Si has
been a subject of much recent interest.!™° Al-
though most of the initial works involved the study
of EHL in its uniform state, more recently a great
effort has gone into extension of EHL to its non-
uniform structure. The motivation of studying the
inhomogeneous EHL is largely due to the fact that
the initial condensation is into finite droplets.
Thus the understanding of this transition automati-
cally entails a study of its inhomogeneous charac-
ter with particular interest to its surface proper-
ties (e.g., surface energies or surface tension).

To study such a system, the application of the
functional-density formalism!!'''? generalized to
multicomponent systems is particularly useful.
Such a generalization is straightforward and rigo-
rous. The results are simply that the energy of
such a two-component EHL is now a unique func-
tional of the electron density ”1(;) and hole density
n,(T) represented by E[nl(;),nz(F)] (the subscripts
1 and 2 will correspond to electrons and holes, re-
spectively). Second, E[n,(F),n,(T)] reaches its
minimum when the densities #,(¥) and n,(T) corre-
spond to those actually included by applied external
potentials V,(T) and V,(T) (V, and V, couple to the
electrons and holes, respectively).

We can next decompose E[n,(T),n,(T)] into the
usual electrostatic contribution

EH[nl(.f)inZ(.f)]
_€ [ [1y(F) = (D) Iy () = ()]
g J dtdi FE
+ [ dE (V@@ + VD), (1)

the kinetic energy of a noninteracting EHL of den-

15

sity n,(F) and n,(¥) given by T[n,(¥),n,(r)] and an
exchange and correlation term E*[n,(r),ny(F)].
Thus E[n,(T),n,(¥)] is given by

E[n1(-f) ’ nz(.f =Ey [721(.f ), "Lz(-f )]

+ Ts[ny(T), ny(T)]+ EX[ny(T ), ny(T)].
(2)

In Eq. (1), K is the static background dielectric
constant. We note that Egs. (1) and (2) can include
all band structure effects subject to the approxima-
tion that transitions from electron to hole bands
are forbidden. Since, for example, in Ge, the re-
combination times are of the order of 5x 107 sec
(because of the indirect gap), such a description is
adequate when the system is investigated experi-
mentally for times up to approximately a micro-
second.

Although the kinetic energy T[n,(F),n,(¥)] can
be approximated as an explicit functional of n,(¥)
and® n,(T) (see also Sec. IV), Kohn and Sham'?
have formulated a scheme in which T [n,(¥),n,(¥)]
is written exactly in terms of auxiliary wave func-
tions ¥(1):

h—2

Ny
T (), nF)]= - g S [ dF 4 (E)viE)
L g1

h—2 Ng

- de Y E) VYT,
J=1

2m, &

(3)

where N, is the number of electrons; N, is the
number of holes and we have specialized to an
isotropic EHL. Although T[n,(¥),n,(¥)] is now
treated exactly, the price is a much more elabo-
rate procedure for calculating the density and en-
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ergy. It is given through the self-consistent solu-
tion of the following equations:

(——-V +V, r)+——fd” 1(r) n““(’ )
+ o1y (D), %(r)])w F) = cHi(E) (4)

and

(h- V24 Vy(F)+e? fd""z )_I_;,(r')

2m,
0y (), n2<f>]) Yi(F) = €5i(T) , (5)

where

J

n(F) = Z PPHERIE),
N (6)
()= 32 PO

and
RE) 1) )= gy (P 1, (D)
1

() 1) = gy P ). (®)

In this work, our primary interest is to further
improve the understanding of the structure of
E*[n,(¥),n,(F)]. A very appealing approximation
for E* is a gradient expansion in »,(¥) and n,(¥),
i.e.,

B, (7),m(F)]= [ dF{A%[n,(F), my(F) )+ By B, my(®) ]| Y, (2

+ BX[n,(F), n,(F) ]| Yy (F) |2 + B[V (F)]) Vo )]+ O | Ve [ 9} . (9)

Considerable effort has gone into the study of”?®
A*[n,(T),n,(T)] for the uniform EHL. For the
nonuniform EHL, the gradient corrections have
been found to be important®!%:13 ag in the case of
metallic surface energy calculations.'*™'” Although
such cerrections have been included within ex-
change alone® or using the single-component calcu-
lation of Ma and Brueckner*® (MB), these proce-
dures are inadequate (see Secs. II-IV). Our task,
in this work, is to treat these gradient contribu-
tions in a much more fundamental way (corre-
sponding to the attention given to A*°).

In Sec. II we give a general formulation for the
relation of B}y, B}, and B to the isotropic EHL
response functions. In Sec. III we evaluate these
quantities in the high-density limit (HDL) for the
case of isotropic electron hole bands with arbi-
trary ratios of electron-hole masses and densi-
ties. Since this calculation is restricted to a two-
component system, in Sec. IV we apply our results
to the case of Ge under a [111] strain.

r

II. FORMULATION
Consider a two-component system of isotropic
electron and hole bands in the absence of any ex-
ternal fields. The Hamiltonian for this sytem is
given by

R ﬁ2 1 e?
H<>=-m‘2 vi- sz EEZT—W |

1 i#i

2:]r,—r,f K Elrl e (10)

#J’
Let us next apply weak external fields V(¥ ,7)
and V,(¥,#). These external fields will introduce
a perturbation on H; given by

2
H,:Z; [aF aOvsE, 0, (1)

where #,(f) and 7,(¥) are the density operators
corresponding to the electrons and holes, respec-
tively.

From linear response, the induced density dis-
tributions of both components are given by

= .._Z Jaz f ar (O |[A(F, 1), ng ', )] | OV VLT, 1) . (12)
The commutator in Eq. (12) is to be evaluated - i ® P P Pr
with the unperturbed ground state ]0). XasK) = o J, at{0 “n"‘(—k’ 0, 7k, 0)”0> , (14
tor ¢ _ .
The Fourier transform of Eq. (12) ylelds with @ being the volume of the system and
-. 2 - - g -
()= Z (B VA (13) Aolf, 0= [ dF et Th(F,0). (15)

where

In Eq. (13), we have specialized to static external
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potentials. where Im} are the exact eigenstates of H; and E,,
We next write the perturbed ground-state energy the corresponding exact eigenvalues.
to second order in H;, i.e., Restricting our external potentials to a single
Fourier component and using Eq. (11), we can re-
_ (OIH |m)<m IH1|0> ; s
AE_ZM: E,_E, (16) write Eq. (16) as
- o 125 02y (=K) [ m) (el 2,() | 0) = 1o (0|71, -K) [ m)m|iy(K) | 0)
— 2 1 1 2 2 2
AER) = | v(B)] ; . F, + [V (k)| Zm: o
- - (0| 7,(=K) | (1 |7y k)O}
+<V1(k)V2(—k)Zz: 2, E' E| | . (17)

Straightforward spectral decomposition of xw(l?) in Eq. (14) allows us to write Eq. (17) as
AER) = =3 | V(B [, () -5 | V,(B) [ 2B = [V, (R) VoK) [ x,5(K) - (18)

To relate AE*+ AT, in Eq. (2) to Eq. (18), we make use of Eq. (13) and subtract from Eq. (18) the elec-
trostatic contribution of Eq. (1).
The result is

AE™(R) + AT(K) = 5{[1,(K)]2Xp0(K) + [15(K)] 2,5 (K) = 21, (K)my(B)x ()}
BB = [X1(B)]2} = (e2/K)(27/B2) [, (B) - my(K)]2. (19)

Our next task is to convert the x’s in terms of
the irreducible screening functions m,,(K), m,,(K),
and 7,,(K) [see Fig. 1(a)]. Taking careful consid-
eration of the appropriate signs of the electron-
hole interactions we get [see Figs. 1(b)-1(d)]

Xi = [-7(B) + (e/K)(41/K?A(K)]/e(K),  (20)
Xaz = [~To(K) + (e2/K)(4n/R2) 6(K))/(B),  (21)
Xpp= [-To(K) + (e2/K)(4n/K2)A(K)]/e(R),,  (22)

where

A(E) = ﬂll(k’)ﬁzz(k.) - [ﬂlz(E) ]2 ’ (23)
€(K) =1+ (e?/K)(4n/K2)
X [y, (B) = 7,0(R) + 2m,5(K)]. (24)

Using Egs. (20)-(24) in Eq. (19) gives
AEX(R) + AT(K) ={=3 [n,(K)]27,5(K) — 2 [n,(K)] 27 (E)
+n1(E)n2(E)”12(E)}/A(E) . (25) (c)

To remove the contribution of AT (K) we simply
subtract the kinetic energy of the corresponding
noninteracting EHL from Eq. (25). This is

2

e

N

"

AT(K) = %—k‘—[ (( )]) ["zitz]) (26)

where
’ ’
w‘l’l(k = _.2/ K’ 5 [f(R ) = {(k. :E)_]_.,z FIG. 1. (a) General form of graphs for the reducible
(2n)° 7 2m1 (E +E) ] screening function. The lowest-order terms in the de-
(272) composition of the reducible screening functlons into .
irreducible screening functions for (b) x 12(k) (c) X 22(Kk);
and and (d) x 12(E)4 The dashed line represents the Coulomb
- £ , interaction which is repulsive for electron-electron and
70 (k’) -_92 dk [f( (E +E)] (27D) hole-hole interactions and is attractive for electron-hole
22 2wy ne 2m2[(ﬁ’+ﬁ)z k2]’ interactions.
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where f(E) denotes the usual Fermi occupation
function.

Finally, a comparison of Eq. (9) and Egs. (25)
and (26) gives the desired relation between B*® and
the irreducible screening functions. B*¢is given
by the coefficients of the K2 term in the expansion
of the following functions:

1 <_n22(1'<’) 1 > .
o (T X ) =const+B*k24e+, (28
N3 +1r‘}1(k) const + B¥k?+ (28)

1 /-7, (k) 1 > .
[ —) = t+BXK2 40 29
(A(k’) +"82(k) const+ Byk? + , (29)
and

nlz(k.)/A(E) =

In Sec. III, we rigorously evaluate the high-density
limit of these irreducible screening functions and
the corresponding Bj;, B35, and B}S for an EHL
with isotropic bands.

const+BXKZ 4o oo, (30)

III. EVALUATION OF Bx¢

From Egs. (28)—(30), it is apparent that to get
B}, Bj7, and BjS requires only the knowledge of
m,,(K), m,u(K), and 7,,(K) to order K2. Define
then

1, K)=at+b,K%+..., (31)

Too(K) = a5h + DK 24+ e e v, (32)
and

To(K)=ait+ b K24+ vt (33)

We next observe that the equilibrium density of
the uniform EHL corresponds to an effective 7
=~0.63 and 0.84 for Ge and Si, respectively.® By
effective 7, we mean that lengths are measured
in units of the effective Bohr radius given by a*
=h?K/ pe? so (a*r,)®=3/4mn, where p is the re-
duced mass given by 1/ =1/m,+1/m,, and n is
the density of holes. This high effective density
implies that it is adequate to evaluate b,,, b,,,
and b,, in the HDL.

The terms corresponding to the HDL of m,,, m,,,
and 7, are rigorously given within the random-
phase approximation and are displayed in Figs.
(2)-(4).

Let us first focus attention on 7, and rewrite
b,, as

by =03, + b7+ 01, (34)
where b9, is the Lindhard contribution
b%, =m,/12n%k,, . (35)

(For notational convenience, we set 7Z=1 in the
following.) b%f is the exchange contribution cor-
responding to Fig. 2(a) and is given by*'®

J. W. GELDART 15
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FIG. 2. Lowest-order irreducible graphs contributing
to x4 (k) in the high-density limit (HDL); (a) bare ex-

change; (b) screening of exchange graphs; and (c) pure
correlation graph not of Hartree-Fock origin.
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(c)
FIG. } Lowest-order irreducible graphs contributing
to X g9( k) in the HDL; (a) bare exchange; (b) screening of

exchange graphs; and (c) pure correlation graph not of
Hartree-Fock origin.
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FIG. 4. (a) Lowest-order irreducible graphs contribut-
ing to x 12(E) in the HDL; (b) the Lindhard screening
function; and (¢) the lowest-order (random-phase approx-
imation) screened interaction.

b= 3(e2/K)m2/ 1k, - (36)

The true task of calculating B*® is obviously the
correlation contribution ¢, given by Figs. 2(b) and
2(c), with the screened interaction line shown in
Figs. 4(b) and 4(c). The calculation of 5%, how-
ever, follows closely that of MB with the main
exception being this interaction line. In order to
write down the result for b$,, we briefly outline
the main points.

Let us define

bS, = b}, + b2, + b3 + b2 (37)

11 »

with b}, the first two terms in Fig. 2(b), b2, the
last term in Fig. 2(b), b3;? that of Fig. 2(c) with

K =0 in the interaction line, b%' the contribution of
Fig. 2(c) from the K dependence of the interaction
lines. Then following the procedures of MB,

1 ot
bl =— tr,[E(P)( 330 Go(p) +5 S GO(P)ﬂ

Z(kpy, 0)m,y

S 39
where

2(p) = ~try[V(p')Go(p +1")] , (39)
V(p') =(e*/K)(4n/B?)[1/(p’) -1], (40)
Golp) = [po—<i+u1+iﬁsgn(<a— wil™, (4
try(e..)= f G (o). (42)

and

PE(ﬁ,Po), €§=.§2/2m1’ “1=k2F1/2m1'

All of the above terms enter the MB analysis
except that €(p’) is now given by
e(p’) =1+ (e2/K)(4n/B?) [13(p") + 1Y(p")]. (43)

The lowest-order screening functions n3(p’) and
n(p’) are the electron and hole bubble graphs
given in Fig. 4(b). The difference between 79(p’)
and 73(p’) is simply the replacement of m, —m, and
kg, —~kp,. It should be pointed out that although this
difference between MB and the present calculation
of b$, for the EHL seems formally minor it does
add considerable complexity to the analysis.
Returning to 5% and b};® we get

b2 = 1 tr,[A,,@% Gp) - 5635 a: o(p)ﬂ
(44)

and

1 1 82
b¥2= % tr, [Ag(—z- B_IJ,? Gy(p) - 515 3[.1. o(p)>J
(45)

where A and A} are the vertex functions shown in
Fig. 5. For b3}' we get

b= — oty 5o 7)) (V293 ¥00) - (7301,
(40

where
V(p) = &/ K an /B () (a)

Thus far the analysis has followed closely that
of MB with the difference being in the form of €(p)
[Eq. (43)]. We now are forced to depart from MB
by using a form of Ward identity applicable to the
electron vertex function

>

1@1
1 1 1 1
+
1

1

A3:

FIG. 5. Lowest-order correlation contributions to the
vertex functions.
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aZ(p) Making the usual substitution, p’-2k,,q and
2, 3 — b Fi
AXp) + A%(p) = - EJ (48) rotating to the imaginary axis p}—(2k%,/m,)qyi,

(ie., the differentiation is strictly with respect and after very lengthy analysis we get in the HDL

to the electron chemical potential only). Using b = f H(y,B, »\/9v*+ 13y2>
K T ki.l 36 (2 +1)°

Eqgs. (38), (44), (45), and (48), we rewrite n- “Gly,B,)
bl + b2 +b32=0], + b7, (49) (54)
where
d
1 8 1 82 93 an
b/ = ———tr [z (—-—-——G )- Ley—0r G >]
b o, PO\ g g P Ty ) oo 1 f dyIn[Gly, 8, 3) | L2 =2)
(50) n=y 1T4k2 y 'Y (y2+1)3 ,
(55)
and
. where
1 9
b=, trp(E(P)a_“‘f Go(P)> : (51) G(v,B,9) =R(y) +1/vB - y/v*tan’ (v/By) ,  (56)
These can next be rewritten in terms of the func- R(y)=1-ytan™(1/y), (57)
tions I,(p"), I(p’), and I (p’) given by MB, H(v,B,v)=(v/B)(y? +v?/B2)" (58)
1 9 —
bl = —— —— tr, {V(p") -5 L,(p") + LI (p"]} and
My oM,
52) y=m,/my, B=kp/kp,.
and The calculation of b3;' of Eq. (46) is even more
‘ tedious. After a considerable amount of manipu-
bl = ~(1/m)) tr, V(p") s 1(p") . (53) lation, we get in the HDL
J
2z 1 1 1 11(y,8,y) 1/1I(y 2lJ(B)
porto & M —-—fd———————————[l 11,8, )" L ] 59
§ R 12, PRI S, B L 2 G0, B, Bl 0w, B9 T2 C(,60) (59)
m
where Let us again separate contributions to b¢, b
I(v,B,9) ==(1+9y3)™ —H(v,B,y) (60) bS, =03t + b2, (62)
and where b31? is the contribution of Fig. 4(a) with k=0
B =3 2 in the interaction lines and b3%' the contribution of
J(v,B,y)=~(1+y%)2—yB[H(y, B, »)]?. (61) Fig. 4(a) from the K dependence of the interaction
In summary, the value of b$, is the sum of Eqgs. lines.
(54), (55), and (59). To evaluate bS, is now trivial. Before evaluating 5%? we note that even for a
Simple symmetry (Fig. 3) dictates that to get bS, single component system, treated by MB, this
all we have to do is replace vy~ 1/ Y, B~ 1/ B, m, contribution was never separately evaluated but
—~m,, and ky, —~ kp, in Eqs. (54), (55), and (59). was grouped with other terms. The form for b%3®
We now turn to b$,. From Fig. 4(a), we observe is, however, not difficult to derive and is given
that 7, has no Lindhard or exchange contributions. as follows:
—

1 e’ 4m 9 1 ,
b?éz"—z_mltrp'(K prz 3“ <’ )) [ 1(17"”?1,kF1)+ 10", my k)]

1 e?d4r 8 1
- Zm tr?'(K p'z 9“«1 —5(—1’7—)> [—%IL(P/,le,sz)+ %Is(pfamzyki‘z)] . (63)
The functions I (p’, kg, m,) and T ,(p’, ky,,m,) are identical to those entering Eqs. (52)—(53). The explicit
dependence on &z, and m, must be stressed since in the second term %, = 2, and m, ~m,,.

Again, after some analysis, the HDL is given by

e ml 1 g [ H(y,7,B) (9y*+13y*) e* mi 1 (-1. -1>
kF172 Y [; dyG(yn’,B) (y*+1)° +R_”4ki‘272 p ﬁ’y v)® (69

b3' can be seen to be closely related to b%'. Some simple analysis shows that the only change is to re-

b3 2__
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place one of the 87%(p )/au1 in Eq. (46) by a7%(p)/ou,, i.e.,

bigt= - 4t [( ™ ()2

7 () (V16195 7(0) - (9. (65

Using Eq. (59) with minor changes to account for 873(p)/8u, we get in the HDL

bl _ e mi 1 “dy 1 1 1
2T TK TR, 127, B (P +vPB) 3P+ 1) GOy, 7, B)

In summary, b¢, is thus the sum of Eqs. (64) and
(66).

We conclude this section by relating our results
for b%* 4+ b° to B*e. :

It is clear from Eqgs. (64) and (66) that b¢,~ ¢*/K.

Also, a;l~(e*/K?) In(e?/K) with the consequence
that the HDL result (or equivalently lowest order
contributions in e?/K) given by Eqgs. (28)~(30) can
be simplified to

3[-1/m,(K) + 1/79,(K)] = const + BXK2+ ... ,

(67)
3[=1/myp(K) + 1/7%,(K)] = const + BEK2 + ...,
(68)
and
oK) /T, (B)7,0(K) = const + BEE2+ ... . (69)
Now
72 e2 et e?
T Tk KRR +O['7 ln(K>] o
and
_oom et e* ( e?
Y2, K EE +O[7{""1n K)] T

We next define the dimensionless quantities Z3¢,
Z33, Z1, by

b= (e*/K)(m?/m'k%,) 2%

by =(e*/K)(m2/1*k%,) 2355 (72)
and

¢, = (e2/K)(m,m, /T kp kpy) Z, .
Using Egs. (31)—(33) and (67)-(72), we get

. €YK
Bi=gpr— (23 - 47, (73)

K
Bxc eZk/ (Zxc ) R (74)

and
2

K

B*¢= 4 / Zc (75)

2 ik
Finally, we deﬁne the dimensionless quantities
Cxc CXC Cxc

115 ¥ 22y

st o) Ty
BX%=(e*/K)C* /nt/3, Bi=(e?/K)CX/ni/3?,

and (76)
BX%=(e*/K)C*/(n,n,)?3.

Then
Ci=2[1/(3m)*3)(Z}s - L m), (77
Cy=2[1/(3n%)*/*|(Z23% - Lm), (78)

and
Cx=[1/(312)*/3) Z%. (79)

This completes the first »igorous HDL analysis of
the gradient terms [Eq. (9)] for an isotropic two-
component EHL.

The required integrals for evaluating Z*¢ and the
corresponding C*® have been evaluated numerically
and the results are displayed for a range of elec-
tron-hole mass ratios v and for several ratios of
densities 8 in Figs. 6-8. (The B values corre-
spond to n,/n,=1, n,/n,=%, and n,/n,=3.) In Sec.
IV, we apply these results to Ge under a [111]
strain.

IV. APPLICATION TO Ge UNDER [111] STRAIN

In Ge, the electron bands near their minima are
ellipsoidal in shape and are localized at the L

207X 1073

107 X1073]

XC
Cil

0.07 x1073

-0.93x1073

05 ] o 15 20
FIG. 6. Calculated HDL electron-electron contribution

to the exchange and correlation gradient coefficient

(see Sec. III) as a function of electron-hole mass ratio,

¥ =my/m,, for electron-hole density ratios of n,/ny=1

(top), % (middle), and % (lower).
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5X1073
4x1073
XC
Ci2
3x1073
2x1073 -
05 10 15 20

Y

FIG. 7. Calculated HDL hole-hole contribution to the
exchange and correlation gradient coefficient (see Sec.
III) as a function of the electron-hole mass ratio, y=m;/
my, for electron-hole density ratios of ny/ny=1 (bottom),
ny/ny=% (middle), and ni/ny=% (top).

point of the zone. There are four equivalent elec-
tron ellipsoids. From cyclotron resonance stud-
ies, the transverse (m,) and longitudinal (,)
masses are known accurately and are m,=0.082m
and m,;=1.58m,® where m is the free-electron
mass.

The hole band structure consists of two bands
which are degenerate at I'. Their dispersion is
given by®

E*(K) =AR>+ (B2 + C2(k2k2 + k22 + R212) 1/ 2, (80)
where A=13.38, B=8.48, and C=13.15. The di-
electric constant for Ge is K=15.36.

In order to apply our former analysis to Ge we

are immediately faced with two difficulties. First,
the energy bands are highly anisotropic (especial-

2.07x1073

1.07 X103

XC
C22

0.07 X 1073

-0.93 X102 R ' .
05 10 15 20
Y

FIG. 8. Calculated HDL electron-hole contribution to
the exchange and correlation gradient coefficient (see
Sec. ITT) as a function of the electron-hole mass ratio,
v=m/m,, for electron hole density ratios of n;/n,=1(B
=1), n1/ny=%(8=0.793), and n /ny=5(B=0.63).

ly the electron bands). Second, a full treatment
of Ge requires our previous analysis to be gen-
eralized from the case of one-electron band and
one-hole band to that of four-electron bands and
two-hole bands. The latter problem can be
avoided by studying Ge under [111] strain. The
application of [111] strain to Ge lifts the de-
generacy of the two-hole bands and raises the
energy of all the other ellipsoids relative to that
along the [111] direction. We thus are essentially
left with a two-component EHL. As to the former
difficulty, we follow Brinkman and Rice® and take
the two bands to be isotropic with appropriately
chosen effective masses. It is worth noting that
in the calculation of A*(n,,n,) [Eq. (9)], the effect
of incorporating the anisotropy is to enhance the
correlation effects by ~20% for Ge.”*®

The lifting of the degeneracy gives for the hole
masses®

m;=A - 3(B*+ 50?2 (81)
and
mi'=A+(B*+3C%)"2, (82)

which for Ge under strain results in m,=0.04m
and m,=0.130m.

To define the appropriate isotropic masses, we
recall® that for correlation contributions it is the
optical mass (m°°) that is appropriate while for
the kinetic energy it is the density of states mass
(m%. Interms of m, and m,, these are given by®
m?=(m2m)*’® and (m°) ™ = 3(2m;' + m;Y), respec-
tively. For Ge under [111] strain, we then have
mP=0.12m, my®=0.0742m, with the reduced opti-
cal mass (4 =0.046m, while m?=0.22m and m¢
=0.0878m (note that y =m®/mP=1.60).

The first calculation of the surface energy of
EHL was carried out by Sander et al.® for Ge in a
model with four isotropic electron bands and one
isotropic hole band. Both kinetic and exchange
energies were approximated by making a gradient
expansion, i.e., for each component,

Ty[n;]= fd3"’{An,-(?)5/3 +C[Vn (B) ?/n(F)+++}
(83)

and

E,[n;]= deV{an(7)4/3+D[an(1f)]2/nj(y)4/3+...}’

(84)

where the constants A, B, C, and D are indepen-
dent of density but are band-structure dependent.
The correlation-contributions to the energy were
neglected. In the case of total charge neutrality,
n,(#) =n,(7), the total energy functional is express-
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ible in terms of the hole density only, which was
parametrized in the form

n(r)=n,/(e**+ 1), (85)

where 7, is the equilibrium density of the bulk
EHL and x is the distance normal to the surface.
After minimizing with respect to a, the surface
energy v, can be expressed in terms of n, and the
parameters in Egs. (83) and (84) by

ve=2| 0|2 %ty (86)

where £=[3(9 — 31n3 -V 3n) ]/2~0.36247, [ is the
ground state energy per pair, and

v=(C/2A -9D/5B)'/2, (87)

Other calculations of the surface properties of
the EHL have followed with greater sophistica-
tion. Corrections to the anisotropy of the kinetic-
energy masses have been included.'®* More re-
cently, the full self-consistent solution of Egs.
(4)and (5) has been carried outfor Ge. The upshotis
that the surface energy may be adequately treated
via a gradient expansion of the kinetic energy.
However, those properties which depend sensi-
tively on the energy (such as surface density pro-
file and electrostatic dipole layer) must be calcu-
lated in the more complete formalism of Kohn and
Sham.'? In view of the above discussion, and the
fact that our main interest at present lies in the
correct treatment of the gradient contributions,
we will follow the treatment of Sander et al.® ex-
cept that for the case of Ge under [111] strain,
we use a model with one isotropic electron band
and one isotropic hole band. Of course, correla-
tion contributions to the energy must also be con-
sidered.

There are two ways in which correlations play
an important role. First, the bulk equilibrium
density of electrons (or holes) is more sensitive
to correlations than in the case of unstrained Ge
(due to the larger kinetic energy). Second, ex-
change and correlation contributions to gradient
corrections to the energy are of the same order in
€®/K, even in the HDL, in contrast to the corre-
sponding local density contributions. It is not
meaningful to consider only exchange effects. The
determination of the bulk density has been studied
in some detail”® and is not our present primary
concern so we adopt a simple approach in which
the magnitude of the correlation energy is taken
into account by the approximation €, + €. ¥ ¥,.€ox
where the constant y,. is determined from the re-
sults of Brinkman and Rice’ for » ~ 1 which is the
relevant range. Of course, the corresponding
gradient contributions to the correlation energy
are to be taken from the exact HDL results of
Sec. IIL

From the above discussion, the approximate
total energy functional for the locally neutral EHL
can be written

E[n] ~ fd31'{A'n(Y')5/3 + 3171('.1'.)4/3
+C' [vn(¥) 12/ n(F)
+D'[Va(E) |*/n(E)"/ %}, (88)

where #n(T) is now the hole density and the coef-
ficients in this model are given by the following:

AT =312/ 2u )7, (89)
where pil=m;!+mj; and n=(37%)%/3,

B'=-(3/2m)(e?/K)n (90)
and

C'=1%/T2p,. (91)

In the absence of correlations, D’ would be given by
D’ = _"e?/432mK. Using Eqs. (77)-(79) with
v=1.60 and B=1, the appropriate contributions
including both exchange and correlation are
expressible as

D’ =(e*/K)(C*¥+CE+CX) , (92)

where C¥=~ 10,114 X 107 C35=~0,7313x107%, and
C*=~4,238% 107, so that D’ =(e?/K)C*, with
C*¢=~5,083x 107, Using the density profile of Eq.
(85), the minimization of Eq. (88) with respect to
a gives Eq. (86) for the surface energy.

At this juncture, it is worth commenting on a
point of possible confusion. In Eq. (26) we have
written a form for ATS(E). The way this quantity
is used in subsequent analysis [e.g., Eqgs. (28)
and (29)], it is clear that the masses entering
m,, and 7,, are the optical masses. Thus T (k) is
not truly the kinetic energy since the appropriate
mass should correspond to the density of states
(m%. Our treatment, however, is correct since
we subtract a “pseudo” kinetic energy [T (k)] from
E(n) and add its correct form (with proper masses)
via Eq. (3) or Eq. (83).

Returning to the surface energy calculation, we
take yxe = €*¢/eex~ 1,5 for ,~ 1 from the results
of Brinkman and Rice.® The a which minimizes
the energy is then given by o™= 0.36a* and the en-
ergy per pair is i~ - 1.2 Ry* where the effective
Bohr radius and Rydberg are a*=~ 177 A and
Ry* ~2.65 meV. The effective 7, is (= 1.2 and the
surface energy is y,~2x 107 ergcm™. It must be
emphasized that the precise values of the bulk
parameters are sensitive to the treatment of cor-
relations.”® For example, taking yxe=1.25 yields
=~ _0.81 sothe stability of the metallic phase rela-
tive to free excitons is marginal. However, our
primary interest lies in the relative importance of
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gradient contributions to the surface energy and
firm conclusions concerning this matter can be
drawn. The first point is that the local density
terms and the gradient corrections in Eq. (88)
contribute equally to the surface energy in this
model. Second, the relative importance of the
kinetic energy versus the exchange and correla-
tion contributions to the gradient corrections may
be judged by rewriting Eq. (87) as v=(5/216n2
+6mC*/5yxen)t/2 Again, the kinetic and exchange
plus correlation contributions are of the same
magnitude. Finally, we turn to the important
question of the convergence of the gradient ex-
pansion. The kinetic energy can always be treated
exactly in the Kohn-Sham formalism so the rele-
vant quantity is the relative contribution to the
exchange plus correlation component of the sur-
face energy from the local density term and gra-
dient corrections. The various contributions can

be isolated and it is found that gradient correc-
tions to yi° are about 15% of the local density
component of ¥}°. From the above, we conclude
that the convergence of the asymptotic gradient
expansion may be adequate for practical purposes
and that it is essential to treat correctly the ex-
change and correlation contributions.

Finally, while there are no measurements (to
our knowledge) of the surface energy of Ge under
strain, there are several recent measurements!®-2!
for unstrained Ge. To properly treat Ge requires
an extension of the above analysis to include the
full band structure. The results of such a calcula-
tion will be presented elsewhere.
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