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We present a theoretical calculation of the fine structure of an exciton molecule bound to a nitro-
gen center in GaP. The conduction-band structure is properly taken into account (except for the
camel’s back effect) by using a combination of Wannier states and effective-mass states for the
center electron. The valence-band warping is included by using s-like and d-like effective-mass
states for the holes. Solving the one-exciton problem, we obtain a splitting of 0.78 meV of the J =2
and 1 levels due to the electron-hole exchange Coulomb interaction. Including the electron-hole ex-
change Coulomb interaction and the j-j coupling between holes in the exciton molecule gives a split-
ting of 0.20 meV for the lowest-lying states with total angular momenta J =0 and J =2. The re-

sults are in good agreement with experiment.

I. INTRODUCTION

It is well known that an isoelectronic impurity in a
semiconductor may bind an exciton.! The mechanism for
such binding is commonly described as follows: An elec-
tron is trapped in the short-range isoelectronic potential of
the impurity and then binds a hole in the Coulomb field
resulting from the electron.>~* Although such a descrip-
tion is useful for visualizing the problem it leads one to
suppose that an exciton will remain unbound unless the
electron itself may first be trapped. Actually, as has been
previously pointed out,>~” the picture is probably much
more complex and in some systems the electron by itself
may not even bind.

Often studied as an example of the isoelectronic impuri-
ty problem is GaP:N. Because of the complexity of the
binding mechanism, accurate first-principles calculations
of the electron and exciton binding energies are not avail-
able. Semiempirical calculations of the electron binding
energies in Ga-As-P alloys have proven successful® and
are consistent with the picture that the electron by itself is
bound in GaP. Lacking a detailed calculation of the bind-
ing energy of the whole system, the electron binding ener-
gy is frequently taken to be the difference between the
bound-exciton energy and the free-exciton energy. Thus
in GaP, the electron binding energy is taken to be ~8
meV (Refs. 5 and 6) given a total binding energy ~28
meV (Ref. 9) and a free-exciton binding energy ~20
meV.!°

Recently, Masselink and Chang!! have performed
theoretical calculations for the electronic structure of an
exciton bound to a nitrogen trap in GaP, taking into ac-
count for the first time the band structures for both parti-
cles and their mutual Coulomb interaction. They found
that the bare electron is bound by only 0.6 meV instead of
8 meV as usually quoted. Furthermore, their calculation
predicts the A-B splitting of the bound-exciton lumines-
cence in good agreement with the experimental data.'?

It was shown via photoluminescence studies'? that an
exciton molecule can become bound to the nitrogen trap
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in GaP. To our knowledge, no theoretical calculations on
the electronic structure of excitonic molecules bound to
isoelectronic traps in semiconductors have been reported.

In this paper, we report the first such theoretical calcu-
lation. We find that since the inner electron of the system
is very localized near the isoelectronic trap, the single ex-
citon bound to the trap behaves like a neutral acceptor
system. Hence, the exciton molecule bound to the trap
can be viewed as an acceptor—bound-exciton system
(A°X) commonly observed in semiconductors.>~!* It is
well known that the j-j coupling of the two spin—% holes
in A°X leads to a fine structure described by two states
with total angular momenta J,, equal to 2 and 0. The
Jun =2 states are further split into two states labeled by
I'; and T's due to the crystal field.!>~!> Such a j-j cou-
pling scheme also applies to the exciton molecule bound
to isoelectronic traps.!? Our present calculation is able to
predict the magnitude of the J,, =2 and Jj, =0 splitting
and the value obtained is 0.20 meV, in fairly good agree-
ment with the experimental data (~0.17 meV).!?

This paper is organized as follows: In Sec. II, we report
the details of the calculation on a single exciton bound to
the nitrogen trap in GaP, previously reported by two of us
(W.T.M. and Y.C.C)). In Sec. III we report the calcula-
tion on an excitonic molecule bound to the nitrogen trap
in GaP. In Sec. IV we set down our concluding remarks.

II. SINGLE EXCITON BOUND TO AN
ISOELECTRONIC IMPURITY

In this section, we study the electronic structure of a
single exciton trapped to an isoelectronic impurity in
GaP. Part of the results obtained here has been summa-
rized previously in a letter.!!

The Hamiltonian for a single exciton bound to an
isoelectronic trap is given by

Hy(1)+V(1)+Hp(2)+v(1,2) , (1

where Hy(1) and H(2) are the individual Hamiltonians
for the electron and hole in the absence of each other and
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the nitrogen impurity, V(1) is a short-range potential at-
tractive to electrons,’ and v(1,2) is the Coulomb interac-
tion between electron and hole. The interaction of the
hole with the isoelectronic impurity is probably repulsive
and is neglected in the present calculation. There also ex-
ists an exchange interaction between the electron and hole,
which will be included later.

A. Hartree-Fock approximation

We shall first study the two-particle wave function in
the self-consistent Hartree-Fock approximation (HFA)
and then examine the effect of correlation. Within the
HFA, the two-particle wave function of the system is
written as

W(ry, 1) =9 (W)X, 2)

where 9, and ¥’ are the single-particle wave functions
for the electron and hole, respectively. X, denotes the
electron spinor and u is the column index for the fourfold
hole state In the spherical model the hole is descnbed by
a spin-+ particle, and p=—3, —+, +, and 5. Because
of the complicated nature of the valence band, the hole
state cannot be written as a simple product of a spatial
function and a spinor.

The electron wave function 9, is described in terms of
linear combinations of Bloch states belonging to the first
conduction band, viz.,

Ye(n)= I Fo(k)gilr) €)
k

where @, (r) denotes the Bloch function of the conduction
band of GaP and the summation over k is restricted in
the first Brillouin zone. The possible mixing with the
valence bands and higher conduction bands is neglected.
It was found in a previous calculation that more than
90% of the electron charge density is derived from the
conduction band.* The expression (3) can be transformed
into the Wannier representation as

Ye(r)= 3 F,(R)Wg(r), @)
R

where

Wr(n)= 3 e*Re(r),
k

R denotes lattice vectors, and F,(R) is just the Fourier
transform of F, (k).

To take full advantage of the short-ranged nature of the
isoelectronic potential and the small binding energy of the
isoelectronic trap, we rewrite 1,(r) in a mixed representa-
tion as

Ye(r)=3 G.(R)O(R,— | R | )Wg(r)
R

+ 3 C, 3 B K)gu(r) , 5)
v=1 k

where in the first term the summation over R is truncated
at a short distance, R, and in the second term the en-
velope functions B,(k) are symmetric sums of three wave
packets localized at the three equivalent X minima (ignor-
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ing the camel’s back in the conduction-band structure of
GaP). m is the number of trial basic functions (8,) used
in the calculation. By symmetry G,.(R) only depends on
|R|. Hence, the first term in (5) reduces to
2:‘=°G,(R,)W,(r), where s denotes the shell number
(s =0 indicating the impurity site), s. is the cutoff for s
(sc=9 in the present calculation), Ry is the shell radius,
and W,(r) is the “shell” Wannier orbital, defined as

W,(I)E ZSR,R,WR(I') . (6)
R

The envelope functions in the second term of the expan-
sion in (5) are chosen to be of the following form:

Bx)=—= ‘/_ 3 Bk (7a)

j=xyz
with

Buk)=exp{ —[(kZ+k})+(k,—ko)2/p,1/4a,} , (Tb)

where k is the distance in k space between I" and X, p,
are the anisotropy factors, and a, are Gaussian exponents
which determine the spread of the wave packet in k space.
For v=1,...,5, we choose p,=1 and a,=3(V8">).
For v=6,...,10 and v=11,...,15, a, are repeated but
i, are chosen to be V'8 and 8, respectively. We have used
the normalized units in which distance is measured in ef-
fective bohrs,

af =222 (0.529A)~23 A .

e

Note that the maximum spread in k space of the wave
packet used in our calculation is V24 along the [001]
direction and V'3 along the perpendicular directions.
Within these restricted regions surrounding the three X
minimum the band structure is approximately parabolic
and the effective-mass approximation can be used in the
evaluation of the kinetic energy. Thus, the basis wave
functions

BAn= 3 BUKk)d.i(r)
k

shall be referred to as the effective-mass orbitals. In
terms of the shell Wannier orbitals and the effective-mass
orbitals, the electron wave function takes the final simple
form:

9 15
S G.(RO)W,(n)+ 3 C,B,r) . 8)

s=0 v=1

Y(r)=

Here, the coefficients G.(R;) and C, are variational pa-
rameters to be determined by solving the self-consistent
Schrodinger equation for the electron.

The interactions between the shell Wannier orbitals,
| W,) due to H(1) are given by

(W, |Ho(1) | W)= E ()W (KW, (k) , 9)
K
where W,(k)=(¢. | W,) and E.(k) is the dispersion

function for the conduction band. We find that W, (k)
can be written in a closed form as
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_ N,
W,(k)=—g’—[cos(I,k,a)cos(m,k,a)cos(n,k,a)+5 terms] ,

(10)

where N, is the number of atoms belonging to the sth
shell, and [;,m,,n, are the three principal indices for lat-
tice vectors R in the sth shell. For the first ten shells,
they are given by (l,m,,n,)=(0,0,0), (0,1,1), (0,0,2),
(1,1,2), (0,2,2), (0,1,3), (2,2,2), (1,2,3), (0,0,4), (1,1,4), and
(0,3,3). The remaining five terms in (10) are obtained by
permutation of (ky,k,,k,) in the first term.
The conduction-band dispersion E, (k) is given by

E (k)= V(R)e*R (11
R

where R runs over the lattice vectors and V' (R) are ad-
justable parameters which only depend on the distance R.
If we truncate the summation in (11) at the s.th shell,
then

s, _
E.(k)= 3 V(R,)W,(k) . (12)

s=0

The parameters V(R) are determined by fitting (12) to
the dispersion curve obtained by an emperical pseudopo-
tential method.!” However, the transverse effective mass
at the X point of the band structure is fit to the experi-
mental value.!® The quality of the fit is demonstrated in
Fig. 1, and the parameters ¥ (R,) which give the best fit
are listed in Table I. Using the expression (12), the matrix
elements in (9) can be rewritten as

(W, |Ho(1)|Wy)=N, 3, V(|R—R'|)8g'r,. (13)
<

where R is any lattice vector belonging to the sth shell.

To calculate the matrix elements of H(1) between the
effective mass orbitals, we take E.(k)=#/2m[k}
+m. /m(k,—kg)?] for the z valley where m;", the long-
itudinal effective mass, is taken to be 8m,"."> (This ig-
nores the existence of the camel’s back structure, but gives
the correct overall curvature of the conduction band near
the X points.)

The interaction between the effective-mass and Wannier

—— Wannier T
——— Pseudopotentjal

L r X K r
k
FIG. 1. GaP band structure as obtained in the Wannier rep-
resentation and by a pseudopotential method.

TABLE I. Interaction parameters for fitting the conduction-
band dispersion of GaP. All values of V(R,) are in eV.

Shell no. V(Ry)

1.5377
0.01048
—0.04404
0.02399
—0.099 67
0.004 94
0.00997
0.01367
0.00022
—0.006 36
—0.0707

OV ~-ITOWMPpWN=O

ot

orbitals is given by

(B,|Ho()| W) =V3 S E(RBLAOW,(k), (14)
k

which can also be performed analytically given (7) and
(12). Thus, for the electron, the conduction-band struc-
ture (except for the camel’s back) has been included for
the Wannier orbitals exactly and for the effective-mass or-
bitals to the extent that the band is parabolic at its
minimum.

Since the impurity potential is very localized in real
space, we take V(1)=V, | Wo){(Wy|+V,| W )(W,]|.
In our calculation we have ¥;=0 and adjust ¥, to bind
the exciton by the observed energy. Allowing ¥V, to be as
large as ¥ /4 does not alter the results except for slightly
shifting some of the electronic wave function from | W;)
to | W,). (Faulkner® predicted that when included prop-
erly, ¥, ~0.01V,.)

Because the effective-mass orbitals are not orthogonal
to the Wannier orbitals, the overlap between them also
needs to be evaluated. We obtain

(B,|W,)=V33 BUKIW,(k) . (15)
k

Furthermore, for the impurity potential sandwiched be-
tween two effective-mass orbitals, we have

(By| V(1) | By)=(B,| Wo)Vo{ Wy | By)
+{(By | W)V (W, |By) .

For the interaction between the effective mass and Wan-
nier orbitals, we have

(Bo| V(1) | Wy ) =(B,| Wo)Vobos+ (B, | W1 ) V18, .

The hole envelope wave function is described in the
effective-mass approximation as a linear combination of
eight s-like and eight d-like Gaussian orbitals. The d-like
orbitals are included here to take into account the warping
of the valence band. We write

8
W= 3 [CYsP(n+CPD (],

v=1

(16a)

where
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— 2
S®(r)=e " $B()Y0(Q) ,
(16b)
DP(r)=r%e=" 3 C(u;m) Y, (Q)P% (1) .

Here, ¢4)(r) is the zone-center valence-band Bloch state
with spin component u. Y,,(Q) is the second-order
spherical harmonic function, and C(u;m) is the coupling
coefficient defined in Table III of Ref. 20. The eight ex-
ponents used in the calculation are 3(V'8)"7%, v=1-8.
The matrix elements of Hy(2) between the hole basis
states are calculated following the method of Baldereschi
and Lipari.?!
The Coulomb interaction is given by

d 3q §£ eiq-xlz 3 2

2m) q® elg)  rpery)

v(1,2)= [ (17)

where the dielectric screening function takes the form??

Because the dielectric constant €, used here (11.02) (Ref.
23) is different from that in Ref. 22, we have readjusted
the values of o, such that e(g) agrees with the result of
Ref. 24. For ease in computation, we also fit the
above expression by a four-term Gaussian func-
tion 35_,C,e Y with C,=(1,5.512,5.508,—1) and a,
=(0,20.66,13.02,20.41) A~2. The Coulomb interaction
between effective mass orbitals can then be carried out
analytically. The evaluation of the Coulomb interaction
involving Wannier orbitals must be performed with some
approximation. For simplicity, we treat the electron in a
Wannier orbital centered at R as a point charge there.
This is a good approximation, considering the localized
character of a Wannier state compared with the charge
distribution in the hole.

To find the self-consistent electron and hole wave func-
tions ¢, and ¢, we solve the secular equation

(ll’ewh |H | ¢¢¢h )=E<¢'¢¢h |¢'e¢h) (18)

iteratively using the Rayleigh-Ritz variational method in
our basis.® Using this technique, we calculate both the
electron and exciton binding energies as functions of V.
The results along with the localization of the hole are
shown in Fig. 2. When V= —1.147 eV, the calculated
system energy coincides with the experimental binding en-
ergy of 28.0 meV. This same trap potential binds an elec-
tron by 0.6 meV. This is much shallower than the value
of 8 meV, quoted in previous calculations,’~% but also
much more reasonable. Our calculations also show that
for some values of ¥, which do not bind the electron, the
exciton is still bound deeper than the 20 meV of a free ex-
citon. Conceivably there are physical systems (perhaps
GaAs) in which this situation is realized.

Figure 3 depicts the electron’s envelope wave function
in k space [denoted F,(k)], with and without the hole
along the [100] direction. Also included is the result
without the hole obtained by using the Green’s-function
method, which can be shown to be proportional to
1/E.(k)—E. Good agreement is found between our
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FIG. 2. Ground-state energies of an electron bound to an
isoelectronic trap in GaP with and without the presence of a
hole plotted as functions of potential ¥V,. Also plotted as a
function of ¥V, is the hole wave-function squared at r=0,
| F4(0)|? (dashed). The vertical dashed line indicates the posi-
tion of the observed photoluminescence data for GaP:N.

method and the Green’s-function method. The Green’s-
function method, however, does not apply to the case with
hole, due to the presence of the long-range interaction.
For all cases, we find that the electron is fairly localized
near X. The X-valley peaks contain approximately 80%
and 95% of the total electronic charge for the cases of
with and without a hole. The effect of including the hole
in the calculation, then, is to further localize the electron
in real space and thereby delocalize it in k space.
Transforming the wave function into real space shows
that with a hole present, about 16% of the electronic
charge lies within the first shell surrounding the impurity
site. Without the hole, about 4% lies within the first
shell.

The Hamiltonian used in calculating the binding energy
of the exciton [Eq. (1)] does not account for the presence
of two lines in the recombination radiation of bound exci-
tons. This splitting is apparently caused by an electron-
hole exchange term which depends upon the total angular
momentum J of the exciton. Since the angular momen-
tum of the hole is % and that of the electron is %, the ex-
citon may have either J =2 or J =1. Because of the rela-

15 . . . T . .
1.0

05

3]

w® -05
—

°

g -1.0

Wave Vector, k[100] (%)

FIG. 3. Electron envelope wave function along the [100]
direction in k space of GaP:N with and without the hole.
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tively small size of the splitting (0.8 meV) (Ref. 12) com-
pared to the binding energy (28 meV), the exchange in-
teraction energy may be calculated using first-order per-
turbation theory.

Let AE be the A-B splitting due to the exchange in-
teraction energy difference between the J=1 and J =2
bound exciton states. We find (see Appendix A for
derivation)

AE=3%J, | F4(0)|?, (19a)

where

Jexzz IFe(k);2(¢ck¢vO|v |¢v0¢ck) ’ (19b)
k

and F;(0) is the hole envelope function evaluated at r=0.
| #cx) denotes the conduction-band Bloch state with wave
vector k and | ¢,q) the valence-band Bloch state at k=0.
Both |¢.) and |¢,0) are expanded in 137 plane waves
using the empirical pseudopotential method.” To perform
the integration over k we use the ten-special-point tech-
nique. From our bound-exc1ton calculation, we find
| F4(0)|2=3.0x10~5 A3, Using the pseudopotential of
Cohen and Bergstresser, we find that Je,=1.95X 10
meV A3. (In the previous report!! we used a » different ap-
proximation for the k integration and obtained 1.8 X 10
meVA3) Thus AE=0.78 meV. This is in excellent
agreement with the measured value of 0.8 meV. For com-
parison, in a free exciton we find AE =0.2 meV.

B. Correlation effect

Next, we examine the correlation effect. For simplicity,
we use a spherical effective-mass approximation (EMA)
with constant dielectric screening. We further model the
isoelectric potential by a short-range potential of the form

—ﬂfz
V(r 1 )= —-U, 0€ ! N
where U, is an empirical constant adjusted such that the
resulting total energy matches the experimental value. a
controls the range of the })otentlal and is related to the
core radius (r.) by a=1/r;.

The EMA Hamiltonian for the system is (in normalized

units)
VoVt V() — -+, 20
T2
where o= =m, S /my 1s the electron to hole effective-mass
ratio; — V7 and —o'V3 describe the kinetic energies for the
electron and hole.

The two-particle wave function of the system, ¥(r,,r,),
is expressed in terms of two sets of basis functions. The
first set contains single-particle product functions of the
Gaussian form

2 2
Balr )B,,,(rz)c:e_b""e_"”"2 .
The second set contains the product of an electron wave
function and an exciton wave function of the form

—b r2 —b_r2
B,,(r,)ﬁ,,.(rz—rl)oce " ‘e m12 .

The inclusion of this set is essential since it gives the
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correct limiting form for the total wave function when the
electron potential becomes very shallow. The variational
principle ensures that the results obtained from combining
the two sets will be at least as good as from either set indi-
vidually. The parameters, b,, are taken to be 5" > where
n=1,...,9, to cover a large physical range. A conver-
gence test by including more basis states indicates that the
present basis set is sufficient.

The bound-exciton binding energy is calculated not only
in the combined basis as described, but also in the smaller
set-1 and set-2 bases separately as functions of U,. It
should be noted that using set 1 alone will yield a total en-
ergy essentially equivalent to (but slightly lower than) that
obtained in a Hartree-Fock calculation.

Using the same values of U, and a, the related problem
of an electron bound to the 1mpunty is also solved. For
this problem, H = —V2+ ¥V (r,) in normalized units using
the same V(r,) as before We take ¥, =0 _,CyBa(ry)
with B,(r;) as defined for the exciton problem. The
ground-state eigenvalues of all four calculations are
graphed as functions of U (see Fig. 4).

For application to GaP:N, we take o0=1.0 (Refs. 25
and 26) and a such that the potential core radius (r,)~2
A. The free-exciton binding energy (=1 Ry*/1 + o) has
been measured to be 20.5 meV (Ref. 10) which implies 1
Ry =41 meV. Furthermore, since €y~ 11.02,2* we obtain
ag~15 A. Thus since re ~1/a, we take a=>50.

As expected, we see that the combined basis predicts a
lower energy and is thus superior to either of the separate
bases. Furthermore, we note that the set-2 basis predicts
that the bound-exciton binding energy is the sum of the

LA B S| B B B
Op =i -
[N
~0.2- : \\%f‘/ n
: \»’bo
-04f- ! \"g -
e I \%
-06 . \, —
\.
-08 \ A
\

Mass Ratio (o) =!

Ground State Energy (Ry*)
)
o

-1 41- Core Radius (q:):= 1//50 n
-6 ; -
-8 : -
-20f ~GaP:N -
I 1
122 130 138 146 154

Depth of Isoelectronic Potential U, (Ry®)

FIG. 4. Ground-state energies of an electron (dashed-dotted)
and exciton bound to an isoelectronic trap calculated with set-1
basis (dotted), set-2 basis (dashed), and combined basis (solid),
plotted as functions of the depth of the isoelectronic potential
(Up) for mass ratio o=1 and core radius (r.)= =1/V50.
The vertical dashed lines indicate the positions where the ob-
served photoluminescence datum for GaP:N is fitted. The da-
tum is taken from Ref. 7.
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electron binding energy and the free-exciton binding ener-
gy [Ex=(140)""]. This, in fact can be proved rigorous-
ly when only s-like electron and exciton product functions
are used.

When the potential is shallow, the combined basis solu-
tion converges to the free-exciton (or set-2) solution, but
as the exciton becomes more spatially localized, the differ-
ence between the combined basis and set-2 basis solutions
becomes greater. We shall refer to this energy difference
as the exciton localization energy. The difference between
the combined basis and set-1 basis solutions is attributed
to the correlation effect. It can be seen from this figure
that as long as the electron alone is bound, the correlation
effect contributes to less than 6% of the total energy. A
similar consideration of the electron-hole correlation ef-
fect has recently been published.?’

III. EXCITONIC MOLECULE BOUND
TO AN ISOELECTRONIC IMPURITY

In this section, we study the electronic structure of an
excitonic molecule bound to an isoelectronic impurity in
GaP. The Hamiltonian of the system is given by

4 2 4
H= 3 Hy()+ F V(i+ 3 vli,j), 21
i=1 i=1 (il,<jj)

where H(i) is the individual Hamiltonian for the ith par-
ticle in the absence of the three other particles and the ni-
trogen impurity, V(i) is the short-range potential attrac-
tive to electrons, and v (i,/) is the Coulomb interaction be-
tween the ith and jth particles. Here, the center electron
is labeled by 1, the outer electron by 2, and the two holes
by 3 and 4. The calculation is done in an ‘“‘unrestricted”

Hartree-Fock approximation (UHFA).28
The four-particle wave function of the system is written

as

Y(r1, 12, 13,04) =Y (11, 12)Ypp (13,14)

where 9., is the two-electron wave function and v, is the
two-hole wave function. In the present calculation, we
neglect the electron-hole correlation effect on the total
wave function.

The total Hamiltonian of the four-particle system can
be rewritten as

H=H.,+Hwy+Hg , (22a)
where
2 2
H, = 2 Hy(i)+v(1,2)+ 2 Vi), (22b)
i=1 i=1
4
H, = 2 Hy(i)+v(3,4), (22¢)
i=3
and
H,=v(1,3)4+0v(1,4)4v(2,3)+v(2,4) , (22d)

Hy, v, and V being defined earlier in Sec. I. The total en-
ergy E is given by

<¢IH |¢)=(¢n'phh IH ‘¢e¢¢M>=E(¢u¢hh |¢e¢¢hh>
(23)
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which can be rewritten as
(U | O ) Yoo | Hee | Vo) + Cbpn | Han | i ) (e | Ve )

+ (Vee¥nn | Hen | Yee¥nn ) =E (Ve | Yee ) {thnn | ¥1n ) -
(24)

The outer-electron wave function is chosen to be of the
form

W)= F)(K)gu(r), (25a)
k

where t,(r) is the conduction-band Bloch state at k, and
F,(k) (the envelope function) is given by
Fok)=—L 3 Fi
Fy(k)= V3 ?Fz(k) , (25b)
where j labels the three equivalent minima and Fj(k) has
the Fourier transform in real space:

e (25¢)

. b3/2 b
Fi(r)=—=e""e
bo="r
where |k;j|=ko. b is a variational parameter obtained
by minimizing the total energy of the system.
The spatial part of the two-electron wave function is
written as

Vee(F1T2) == B Dol Wale) +dlry)y ()]

(26)

where 7, denotes the basis states for the inner electron,
which consist of the shell Wannier orbitals W;(r) and the
effective-mass orbitals B,(r). The spin part of the two-
electron state is given by

X12=~‘}—i[a(l)ﬁ(2)—-a(2)ﬁ(l)]

(a spin singlet), where @ and B are up and down spinors.
We shall omit writing the spinors explicitly in the rest of
the paper. The coefficients D, in (26) are variational pa-
rameters to be determined by solving (24) self-consistently
for the four-particle system.

Using the definition of H,, we can write

<¢ee |H¢¢ ]¢ee)=2<¢ee |H0(1)+V(1)|'/’¢e>
+(Yee [0(1,2) | Yee ) (27)

where the symmetry of exchanging two electrons in 1,,
has been used. Using the expansion (26), we see that the
first term in (27) contains matrix elements like
(Yo |Ho()+V(1)|75), (t|Ho(1)+V(1)|y,), and
(Y2 | Ho(1)+ V(1) | 4,). All these matrix elements can be
evaluated in the same manner as discussed in Sec. I, if we
also use a ten-Gaussian expansion for the exponential
function in 9, i.e.,

10 2.2
- —P br
e br_ 2 C,,e n ,
n=1

where the parameters C, and P, can be found in Ref. 29.
The mutual Coulomb interaction (¥, |v(1,2)]| ¢, )
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can be written as the sum of direct and exchange terms.
For the direct term, we have

(Wee [V(1,2) | Yo Vtireer= [

> D,v,(r) ‘ZV,(r)d3r ,

(28)
where
2
V.r)= [ dr,—=— | (1) |
e(ry f S P— [¢(r2) |
:-’_2—(1—e_2b")——2be_w‘ , (29)
1

which is an effective potential for particle 1 due to the
outer electron. The expression is exact, if the intervalley
scattering terms are ignored (this is a very good approxi-
mation, since the envelope function of the outer electron
is sharply peaked at the three equivalent minima).

The expression (28) contains the following matrix ele-
ments:

Q) AW |V | W)

_ |8 Ez‘(l—e_m’)—dbe-m’ , 5,8'#0
2b, s=s5'=0
(i) (B,|V.|By)= [ d*rBLDBADIV. (1), (30

({ii) (By|Ve|W:)=0e(R){By| W) .

The exchange Coulomb interactions are more compli-
cated since we cannot use the effective potential, but still
we can handle them properly by using the ten-Gaussian
exzp‘:ansion for e~ and by using the well-known formu-
la

1 2 ! 2| v? dv
I 1
r VvV o P |7 1—v? || (1—0%32 GD
we obtain the following matrix elements:
(a) (W]UI'zIU(l,ZHl/IzWR')
2 . ,
_ <¢2|Wn'><Wnl¢z>W if R#R/,

2b | (¢, | Wr)|? if R=R’,

(b) (Bih|v(1,2)| ¥5B2)
= fd3’143"2[m(1'1)].[’ﬁ;(rz)]‘v(fhfz)
X By (e )f5(xy)

(©) (W, v(1,2) | ¥3B5) = (W, |45) [ d*rByD¥5(n)]*

—2
ll’—-R, l

2407

In all Coulomb-interaction matrix elements, we neglect
the very small contributions due to intervalley scatterings.
In fact, we found that the correction arising by including
intervalley contributions to these matrix elements is much
less than 1%.

The two-hole wave function is given by

1/’#'(1‘3,!‘4)=“‘/%Wg‘)(l’s)ﬂf‘l)(h)+lu-’”(l'3)1/’2‘)(1'4)] ,
(32)

where ¢}’ and ¥’ are single-particle hole wave func-
tions as defined in (16), with new coefficients C'¥ (C )
and C¥ (C!?) to be determined by solving (24) for the
four-particle system self-consistently. In the absence of
J-j coupling between the two holes, all 16 possible two-
hole wave functions given by (32) will yield the same
ground-state energy. The j-j coupling which we shall in-
clude later will give rise to a fine structure splitting be-
tween the energies of two-hole wave functions having de-
finite total spin angular momentum, J;; =0 and 2.

The expectation value of the two-hole Hamiltonian is
given by

(tun | Hin | Ynn ) = tpn | Ho(3)+Ho(4) | Yy )

+ (P |0(3,4) | Yps) . (33)

The first term on the right-hand side of (33) contains
single-particle matrix elements for the hole, which are
evaluated in the same way as discussed in Sec. II. The
Coulomb-interaction term {4, |v(3,4) |y, ) contains
the following matrix elements, (ss |v |ss), {(dd |v |dd),
(sd |v|sd), and (ss |v |dd). Here, s and d represent
the s-like and d-like effective-mass basis orbitals S\*’ and
DWW, respectively, as defined in (16b). Explicit expres-
sions of these matrix elements are given in Appendix C.
The remaining part of the total Hamiltonian H is the
electron-hole Coulomb interaction H,;, namely

H,,=v(1,3)+v(1,4)+v(2,3)+v(2,4) .

The first two parts v(1,3) and v(1,4) are dealt with just as
in the case of the one-exciton problem in Sec. II. For the
last two parts v(2,3) and v(2,4) we use the effective poten-
tial defined earlier in this section.?’ The dielectric con-
stant has been taken to be g independent, since including
this effect only augments the accuracy of the calculation
by a few percent.

The self-consistent procedure for determining the ex-
pansion coefficients D, in (26) and C” (CY), i =s,d, in
(32) is briefly described below. First, the two-electron
state 1., is solved in the absence of the two holes with a
trial value b for describing the outer electron. Then the
two-hole state i, is obtained by solving

(nn | H | Ypn ) =E s | ¥11) (34)
where
H=(to |H|Vee) -

To solve (34) for ¢y, we first “freeze” the single-particle
wave function ¥§*(r;) in (32). This input wave function is
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obtained by solving the three-particle (two electrons and
one hole) Schrédinger equation self-consistently. Because
the effect of the second electron can be incorporated via
the effective potential as given in (29), the three-particle
problem is no more complicated than the single-exciton
problem dealt with in Sec. II. Given this input wave
function ¥¥*(ry), Eq. (34) can be cast into a generalized
eigenvalue problem with the eigenvectors being
(C¥,CY). Once ¥#(ry is found, the previous pro-
cedure is iterated by exchanging the role of ¥’ and o,
until self-consistency is reached. The trial value b for
describing the second electron wave function is then
varied to minimize the total energy of the whole four-
particle system.

The total energy E as a function of the variational pa-
rameter b is plotted in Fig. 5. We find that the optimized
value of b is 0.49 bohr~! and the minimized total energy
is E~—44.6 meV. The radial charge densities of the two
holes and the outer electron are shown in Fig. 6.

In the total Hamiltonian H written at the beginning of
this section two terms have been omitted, namely, the
terms accounting for the j-j coupling of the two spin-+
holes and the electron-hole exchange term. The electron-
hole exchange term, E,, was found to be 2(0| ¥, | 0) for
all low-lying states with zero two-electron total spin. A
derivation is given in Appendix B. The contribution of
the j-j coupling is calculated with a method similar to the
one used by Pan.3® We write the single-hole wave func-
tions ¥§(r) in (32) as

P =f(Df () Yoo(Q)
+8(1) S, Clu,m) Y, (Q)PH~™1) , (35)

where
Flr)= ZCS)e—a,z
v
and
gn)=r23 CcWe Nl )
v
¥ ¥#(r) in (32) is similarly written in terms of f(r) and

-32 T T T T T T

-34 |- B

-36} 4

-38+

-40} -

Energy (meV)

.42* -

-a4f y

-46 L 1 1 1 ! L
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b(inverse effective bohrs)

FIG. 5. Ground-state energy of the exciton molecule bound
to a nitrogen impurity in GaP as a function of the inverse radius
of the second electron.
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FIG. 6. Radial charge densities of the two holes and the
outer electron.

g(r). Then following Pan’s calculation,’® we obtain the j-j
splitting (the energy separation between the J=O0 and
J =2 states) as

2
© © r. -
AE; =% fo fo f(rs)g(ra)rT(f(N)?(N)
>

Xrirddridra+ -, (36)

where - - - represents the exchange term, r, =max(r;,r4),
and r . =min(r3,r4). The exchange term in (36) is in the
same form as the direct term except that g and g are
switched. Details of the evaluation of the integrals in (36)
are discussed in Appendix D.

Using the wave function 1, obtained by solving the
four-particle system self-consistently, we found a value
AE;;=0.20 meV and E.~0.38 meV. Experimentally,
the ground state of the exciton molecule bound to a nitro-
gen trap is observed to split into three states labeled T,
I'3, and I's. The T'; state is associated with J =0. The I'y
and I's states are associated with J =2. The splitting be-
tween the I'; and I's5 states is 0.19 meV, which is due to
the crystal field. In our calculation, the crystal-field ef-
fect is not included. Thus, our predicted value for AE -
should be compared with the energy separation between
the I'; state and the center of gravity of the I'; and T
states, which is observed to be 0.17 meV.!? Hence, our
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theoretical prediction of 0.20 meV is in reasonably good
agreement with the experimental data.

IV. CONCLUDING REMARKS

We have studied the electronic structure of an exciton
molecule bound to a nitrogen trap in GaP. We found that
this system has an electronic structure similar to that of
an acceptor—bound-exciton (4 °X), because the inner elec-
tron is very localized at the nitrogen center, forming a
negatively charged center analogous to an acceptor impur-
ity. The j-j coupling mechanism of 4°X in GaP was not
well understood, because of the complexity caused by the
comparable magnitudes of the electron-hole exchange in-
teraction, the j-j splitting, and the crystal-field splitting.
It turns out that the j-j coupling of the exciton molecule
bound to the nitrogen center in GaP is less ambiguous, be-
cause of the pairing of the two electrons in the low-lying
states which leads to the same electron-hole exchange in-
teraction for both Ji, =0 and Jj, =2 states. Further-
more, because the holes are more weakly bound to the
charged nitrogen center than to an acceptor impurity as in
A°X, the effective-mass approximation used to describe
the hole wave functions is better justified in the present
calculation than in previous calculations for 4°X. It is
thus not surprising that we are able to obtain a j-j split-
ting based on the effective-mass approximation in reason-
able agreement with the experimental data.
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<\I’J llVex,\pJ l)—ﬂ(llV !1)<1hle|Vspmllhle)+ (OI
lo)(ThleIVspmllhfe>——(0|
|0)<lh1e|VspmllhTe)+ (._llV |_1)<ThTe,Vspm{lhle

—5(0|¥,
+3(0|V,
=7(0,V,|0) .

Similarly for J =2 we have
@y _,=12,0)=V1/2| 1,1, ) +V173|0,14,1c)
+V173]|0,44,1. )+ V176 —1,14,1,) .

Substituting Eq. (A7) into Eq. (A1) yields “n
(@yoz| Vex | ®5=2)=0.
Therefore, the exchange splitting AE is obtained by
AE=E ;,(J =1)—E,(J =2)
20|V, |0). (A8)

APPENDIX A: DERIVATION FOR THE 4-B
SPLITTING

The exchange energy for the exciton with total angular
momentum J is given by

Eexch(J)=<d)J(r1;r2) l Vex I (pj(fz,f])) ’ (A1)

where ®,(r,1,) is the total wave function for the exciton
with r; and r, describing the positions of the electron and
hole, respectively. The exchange potential V., is given
by*!

Vex=VepinVe(r12) , (A2)
where V,(r)=e?/e(r)r and
Vpin=| thte) {thie | + | tate ) {lnte |
— | tale) Clate | — [ ate X (thle] - (A3)

The ket |14i,), for example, denotes a state with the
electron having m, = + and the hole havmg my=— %
The exciton is composed of a spin-3 hole and a spm--—
electron. Coupling angular momenta, we see the total an-
gular momentum may be either J =2 or J =1. Consider
first the case of J=1,m;=0. (The m;=0 states are de-
generate with the m;=0 state by symmetry.) From the
Clebsch-Gordan coefficient tables we see that

WJ==1"‘|10) ‘1/2'2»%) ¥1/2| 2)Te s (Ad)

where the latter kets represent | m; for valence-band hole,
m, for electron). Again from the Clebsch-Gordan coeffi-
cient tables, we see that m order to couple the L=1

valence band with the spin-+ hole to form a j = — hole,
| $24e)=V1/3| Lig, 1) +V273 (0,14, 1. ) , (AS)

| —3:1e)=V273|0,44,1. )+ V13| =1, 1ph,1.) .

In this notation the ket is defined by | m; for the valence
band, m, for the hole, m, for the electron).

Substituting Eqs. (A4) and (A5) into Eq. (A1), we ob-
tain
|0>< Thie I Vspm I Th le

|0>(lhfe I Vspm ' Th l'e

(A6)

|
Here,

[0)= kEF.(ke) l¢ckk2F;.(kh)l¢uk,,> , (A9)
e h

where |¢.,) and |¢,.) are the Bloch functions for the
conduction band and the m;=0 valence band at k.
F,(k,) and F,(k,) are the electron and hole envelope
functions in k space. Since the hole envelope function,
F,(k;) is sharply peaked at k; =0, we may approximate
| $uk, ) in Eq. (A9) by |$,0). Therefore

| 0)~2F (k) | pexdbo) EFh(kh)
Then,
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v

(0| V, 0= | F4(0)| 2( 3 Fky)bex boo
ky

= |Fy(0) |23 | Fo(®) | X dexdoo | Vr | $uodbex)
k

where F,(0) is the hole envelope function in real space
evaluated at r=0. We finally have AE =% | F;(0) | “J,,

where

chE 2 IFe(k) | 2(¢ck¢vol Vr l ¢uo¢ck> .

k
APPENDIX B: ELECTRON-HOLE EXCHANGE
INTERACTION IN THE EXCITON MOLECULE

In this appendix, we show that the electron-hole ex-
change interactions are the same for the low-lying exciton
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zf.<k2>¢uo¢ck,)
k,

(A10)

[

molecule states in which the two-electron total spin (/)
is zero. The two-hole total spin angular momenta (J,;)
of these states are 0 and 2. The product states
| Joe =0) | Jus,m; ) are eigenstates of the four-particle to-
tal spin angular momentum J,=IJ, +J,; thus, the
electron-hole exchange interaction will not mix these
states. Hence, we only have to evaluate the diagonal
terms for Jy; =0 and 2.

By symmetry, the states of different m, but the same
Jue should have the same electron-hole exchange interac-
tion. Therefore, we only have to consider the states
| Jup =0,m;=0) and | Jy, =2,m;=0). We write

N
1
¢JME | Jee =0) |Jh;,;())=7—5(T1l2—l]Tz)EC(JMyO;mj,‘—mj) | ';_;mj> | %,_mj> ’ (B1)
m
|
where m;= —%,—%,%,% and C(Jy;,0;m;, —my;) are Clebsch-Gordan coefficients for the coupling %+% =Jp. 11 ()

and 1, ({,) denote the electron spinors for particles 1 and 2. We now evaluate the expectation values of V,(1,3) in these

states. We have

(@, | Val1,3) | @10 =7 F Ctim | Vex | tim;)+lmy [ Vs | 1imy )8,

mj.my

XC(JM,,O;Mj,—MJ)C(JM,,O;mj ,—mj )

=',';‘2((T1mj|Vexltlmj)+(l1mj|V,X|L1m,-)) ,

mj

where (1ym;| Ve | tym;) is the electron-hole exchange
interaction in the product state | 1,) | 3,m;). In deriving
(B2), we have used the fact that

| C(th’O;mj»_mj) I 2=%

for all m; and Jy, =0,2.
Using the expansion

| %’mj>= 2 C(%’mj;mlms)i 1,my) | ';."ms>

m,,m’
and the definition of ¥ (1,3) in (A2) and (A3), we obtain
(Figm,; | Vg | Figm; ) =G(i,,m){0| ¥, |0) ,  (B3)

where #;=+ and —5 for t; and ;, (O| ¥, |0) is de-
fined in the same manner as in (A 10), and the coefficients
G (;,m)) are given in Table II. In deriving (B3), we have

TABLE II. Coefficients G(,,m;) for the electron-hole ex-
change interaction in low-lying exciton molecule states with
Jee =0.

mj

ofw
N
ofw

Lh

I
)=
|

o= |

0
O
W= win
L LS P
—

(B2)

|
used  the relation (1| V, | 1)=(=1]|V,|—1)
=(0| ¥, |0). Substituting (B3) into (B2), we obtain

(@, | Vex(1,3) | @5, ) =7(0| ¥, | 0)
for both J;;, =0 and 2. By symmetry, one can show that

<¢JM | Vex(2,3) | QJM>=<¢JM | Vex(2,4) | QJM)
=(@y, | Vual(1,4) | @;,,)
=(®,, | Vul(1,3)] @5, ,

and the total electron-hole exchange interaction in the
low-lying states (with J,, =0) is 2(0| ¥, | 0).

APPENDIX C: COULOMB INTERACTION
BETWEEN TWO HOLES

The hole-hole interaction matrix elements for Slater-
type orbitals has previously been discussed in Ref. 20 (Ap-
pendix A). It was shown that the dominating contribu-
tions come from the diagonal terms (u;=p] and p,=pj).
These terms include (ss|v|ss), (dd|v|dd),
(sd |v|sd) (or (ds|v|ds)), and (ss |v |dd ), where s
and d denote the s-like and d-like effective-mass basis or-
bitals S¥' and DY, respectively. For the first three
terms (I, =1} and I, =1}) it can be shown that®
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A, — ' )2 u, _ ' 12
(LW |v L) = fr,le T e ey e (a2+a2)'2d3r1d3r2
~ 2d
= [ bu (a1 +ai;9 V(@) (ar+anig) T, (C1
(27?)
where
oila;q)= fr’e‘“’zeiq"d3r
1, I1=0
32 3 4 1=2
=|L| ale—tax |2 4a (C2)
¢ s [a2 ] 2]
L 5 , 1=4
4 {4«: * 4a]
and
fg= 3 5, |27
v=1 Y q2+0'3,

Note that if the g dependence in the dielectric screening is ignored, the integral in (C1) can be performed analytically.
For (ss |v | dd ), we have

- ! \p2 - 22
(ss|vldd)=1 [ rle™ "V iy (e, _r)rde T Y 0(0)) Yool Q) Yool Q) Yao(@)dr dr,
24,

1 - - ~
=—— [ byaiai;0)bra, +ap; VgL (C3)
207 f¢2 1a1;9)px(ay +az;9)Vig (27)°
I
where ~(a, +a, )r}
- I(vipvyvivy)= f d’ridiryrle 12 1%
- 12
Flaq)=(g>/4a?) | T | ooV @, +a, )}
Xrie 1T ¥po()Y (D) .
(D3)
APPENDIX D: j-j COUPLING OF TWO SPIN-3 HOLES  The integral can be easily done if we use the transforma-
tion
From (36) and using the expansion 1 d’q 4m iar,
1S L e (0% () D1 me = e 7
i =~ 201 +1 r1>+1 Im 381/ L im\2527 and
we can write rY,0(Q)=v5/16m(3z*—r?) .
1 ~ -~ r 1 1
AE_j=—5 3 C‘vi’Ci“;"C (vsz)c LZ)I(V1V2V1V2)+ e We arrive at the re;ult
iV, 0 ’ "1 —
v':,vz I(vivpvivy)= 2 [aa'(a+a’)]757%, (D4)
(D2)

where a=a, +a,, and a‘Eav,l +a " The exchange term

(- - - represents the exchange term), where in (D2) is similarly obtained.
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