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Excitonic and nonlinear-optical properties of dielectric quantum-well (DQW) structures are in-
vestigated theoretically. A DQW is a quantum well sandwiched by barrier materials with a smaller
dielectric constant and a larger band gap than the well material. The fundamental physics deter-
mining the excitonic properties in a DQW, i.e., exciton binding energy, exciton oscillator strength,
and nonlinear-optical response, are clarified. The most important mechanisms for enhancing the ex-
citonic properties are quantum-confinement effect, mass-confinement effect, and dielectric-
confinement effect. Quantum confinement increases the spatial overlap between an electron and a
hole as a result of the potential well confinement, and it enhances oscillator strength. Mass
confinement is based on the penetration of the carrier wave function into barrier layers with a
heavier effective mass than the well layer. It increases the exciton reduced mass and hence the exci-
ton binding energy. Dielectric confinement arises from the reduction of the effective dielectric con-
stant of the whole system due to the penetration of the electric field into the barrier medium having
a smaller dielectric constant than the well and enhances the Coulomb interaction between the elec-
tron and hole. On the basis of these analyses, the general guiding principles are established for
designing DQW structures with optimum excitonic properties. Various practical examples of
DQW'’s are examined with respect to the lattice-constant matching, the difference in the dielectric
constant, and the difference in the carrier effective masses. ZnSe is found to be one of the most
promising candidates for the barrier material of the GaAs DQW.
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I. INTRODUCTION

Excitons in semiconductor quantum-well (QW) struc-
tures have very sharp peaks in both absorption and
luminescence spectra. Their optical and electrical prop-
erties are very favorable for optical device application,
and many devices using excitonic transitions have been
proposed.' ™3 II-VI semiconductors are one of the most
appropriate types of material for excitonic transitions be-
cause they have a large exciton binding energy and the
excitonic transition can be observed clearly. On the oth-
er hand, III-V semiconductors generally have small exci-
ton binding energy and show a very broad exciton peak
at room temperature.

In the quantum-well structure, the exciton binding en-
ergy is greatly enhanced and the optical and electrical
properties appear very pronounced.® However, even in
the limit of two-dimensional confinement, the excitonic
binding energy is enhanced at most up to four times the
bulk value.® Thus in the GaAs quantum-well structure,
the exciton binding energy cannot, in principle, be
enhanced up to room-temperature energy. The central
issue of this paper is how the excitonic binding energy
can be enhanced more than that of conventional
GaAs/Al Ga,_,As QW’s.

The exciton binding energy in the bulk semiconductor
is given by

e? _ pet
2eay 2%

Eyjna(bulk)= 1.1

where aj is the exciton Bohr radius, € is the dielectric
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constant, and u is the exciton reduced mass. From this
equation, the exciton binding energy is expected to be
enhanced by reducing the dielectric constant, or increas-
ing the excitonic reduced mass (i.e., effective masses of
the carriers). In addition, confining the carriers in the
quantum wells should also enhance the exciton binding
energy. The enhancement of the Coulomb interaction in
a thin semiconductor layer sandwiched by insulators was
pointed out for the first time by Keldysh.®’ This effect is
caused by the effective reduction of the dielectric con-
stant due to the penetration of electric field into the bar-
rier medium with a small dielectric constant and is called
the dielectric confinement effect by analogy to the quan-
tum confinement effect. Recently, we considered a quan-
tum well sandwiched by barrier layers with smaller
dielectric constant than the well and called it a dielectric
quantum well (DQW).%° In the DQW structure, the
dielectric confinement effect reduces the effective dielec-
tric constant of the whole system and also the screening
of the electron-hole Coulomb interaction, and hence
enhances the exciton binding energy and the excitonic os-
cillator strength. We discussed the enhancement of the
exciton binding energy and of the excitonic optical non-
linearity using the infinite” potential barrier model. Al-
though this model is appropriate for a semiconductor-
insulator interface, the effect of finite band discontinuities
cannot be ignored in general for practical combinations
of semiconductors for DQW’s. When the band discon-
tinuities are finite, the carrier wave functions extend into
the barrier layers and the reduction in the effective dielec-
tric constant of the whole system is more emphasized. At
the same time, a completely new effect emerges on the
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enhancement of the exciton binding energy. We shall call
this effect the mass confinement effect. The carriers feel
the heavier masses in the barrier layers through the
penetrating part of the wave function and this increases
the exciton reduced mass and enhances exciton binding
energy. The potential-well (quantum) confinement and
the dielectric confinement features in DQW?’s are shown
schematically in Fig. 1. In many cases, the wave function
is well confined in the potential well, whereas the static
electric field induced by a charge is rather extended due
to the long-range character of the Coulomb force. The
mass confinement effect depends directly on the
potential-well confinement, and has a short-range nature.
Thus, the mass confinement effect and the dielectric
confinement effect have rather different dependences on
the well thickness.

This paper calculates the excitonic states in DQW’s us-
ing the variational method and taking into account the
finite barrier height. The effects of quantum confinement,
mass confinement, and dielectric confinement on the exci-
tonic and nonlinear-optical properties in DQW’s are
clarified for the general case. As a consequence, the guid-
ing principles for designing the DQW structures with op-
timum excitonic properties are established.

The paper is organized as follows. In Sec. II, the
method of calculation of the excitonic state in a DQW
structure is presented. In Sec. III, the general features of
the exciton in DQW’s are discussed, focusing on quantum
confinement, dielectric  confinement, and mass
confinement effects. In Sec. IV, the third-order optical
nonlinearity of the DQW structure is investigated on the
basis of a general theory of optical nonlinearity in a
three-level system. In Sec. V, some practical examples of
DQW’s are examined, and GaAs/ZnSe and
GaAs/ZnS,Se,_, DQW’s are found to be very promising
materials for optical devices using the excitonic transi-
tion. Section VI is devoted to a summary of the results
and conclusions.

FIG. 1. Confinement features of the one-particle wave func-
tion ¥, and the electrostatic potential ¢ in the quantum-well
structure. The hatched portions represent the penetrating wave
function and electrostatic potential.
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II. METHOD OF CALCULATION

In this section, the method of calculation of the exci-
tonic state in a DQW structure is formulated and a for-
mula for its oscillator strength is derived. A schematic
structure of the DQW is shown in Fig. 2. The structure
consists of a single quantum well sandwiched by barrier
layers having a smaller dielectric constant than the well
in order to reduce the effective dielectric constant of the
whole system. Throughout this work, only type-I quan-
tum wells are considered because they can have a large
exciton binding energy. Finite barrier cases are treated in
order to clarify the effect of the effective-mass difference
on the excitonic properties, as well as to make the theory
more realistic.

The excitonic state in DQW structures should be ob-
tained as an eigenstate of the electron-hole two-particle
Hamiltonian. Hamiltonians for the electron, hole, and
the electron-hole (exciton) system are given, respectively,
as

HO=HG+H+H 2.1
H"=H@Q+HG +H @2
Hyo=H'"+H"+ Hcopomp (2.3)

with
o (—=#2/2mV)WV2, |z,|<L/2

kin ™ (—#2 2m{P)V2, z,|>L /2, @4
(—#2/2m{V)V3, |z,|<L/2

H = (—=#/2mP)\WV2, lz,|>L/2, 2.5)
0, lz,|=L/2

Hp= AE,, |z,|>L/2, 2.6
0, |zh|SL/2

HM® 2.7

pot — |AE,, |z,|>L/2.

Here the suffixes e and 4 refer to the electron and hole,
and the suffixes 1 and 2 stand for the well and the barrier
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FIG. 2. Schematic diagram of the dielectric quantum-well
structure with a smaller dielectric constant in the barrier layer
than in the well layer (¢, <€,).
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layers, respectively. The effect of the dielectric-constant
difference between the well and barrier layers is included
in the Hamiltonian H ¢yyom, and H e by introducing im-
age charges. The image-charge method, which is a well-
established method in electrostatics, represents the elec-
tric field induced by charged particles in the plane-
parallel geometries in terms of imaginary charges placed
in virtually homogeneous media.

2
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The detailed derivation of H cyjomp, and H ¢ is given in
Appendix A. Here, the well layer will be denoted by C
and the barrier layers by L (left side) and R (right side).
The Coulomb interaction between an electron in region
A and a hole in region B will be denoted by
HZEB  o(re,ry). The explicit expressions of Hcoyioms
corresponding to five configurations of the electron and
hole positions are given as follows:

o e
Hggulomb(re’rh)z— 2 2 o 2172 ° 2.8
n=-—ow 61{(7'5"""7;,") +[ze_(—'1)nzh~nL] }
2€, d g,e’
HES jomb (Fer?h)=— , 2.9)
Coulomb \"e>"h 61+62 n§0 61[(re"“rh“)2+[ze_(_1)"2;._"L]2}1/2
2¢, * 2
HERC — (p p)=— , (2.10)
Coulomb‘\"e>"h €1+62 n§0 Eli(re"_rh|‘)2+[ze__(_l)nzh+nL]2]l/2
2, |° = qsne’
HLR (ro,r)=— 1 2n , (2.11)
Coulomb *7e>Th € +e, ,,éo el[(re”—rh")z-‘r(z,,——z,,~2nL)2]”2
2 2
2¢, ® qan +1€
HER _ (r,,r,)=—
CoulombTe>Th e te Eo €1{(ry—ry)?+1z. +z,+2n + LP}?
_ e? 9:¢” (2.12)
e (ry—ry)?+(z,—2, 12 l(ry—ry)+(z,+2,—L11"*’
with
ea—e ™ (2.13)
n € te, )

The self-energy Hamiltonian has only two forms according to the position of the charged particle. For an electron,

they are given as

2 2 2

g€ qe g€
HE (r,)= + + , (2.14)

self®fe ™ 2€,|2z, +L +28]  2€,]2z, —L —28| nzﬂ,zﬂ,,_' 2€,lz,—(—1)"z, +nL|

2 2

q:€ 2¢, hd 9on+1€
HR =HEL (—r,)=— + . 2.15
setr(7e )= Hr( —e ) 26,2z, — L +28| €,+e€ | <, (e,+€)|2z,+(2n +1)L| 2.15)

The self-energy Hamiltonian for a hole is given by simply
replacing the suffix e with & in the above expressions.
The self-energy potentials diverge at the interface. The
divergent terms are separated out of the infinite series of
the sums in (2.14) and (2.15). To remedy this divergence,
shifted mirror faces! are employed for the lowest-order
(n ==%1) image charges, introducing the mirror shift 8
(Fig. 3). As shown in Fig. 4(a), the self-energy potential
has an infinite discontinuity at the interfaces for the origi-
nal mirror face, while it is suppressed for the shifted mir-
ror face.

First, we will discuss the one-particle wave functions in
the DQW structure and then construct the exciton wave
function from a product of the one-particle wave func-
tions. It is desirable when calculating the eigenstates of
H' in (2.1) or H" in (2.2) to include the self-energy po-
tential. As shown in Fig. 4(b), the self-energy potential

well region barrier region

! —

real electron image electron

S
original mirror face — L—shiﬂed mirror face
(interface)

FIG. 3. Shifted mirror face and the image electron. The
shifted mirror face is introduced to suppress the divergent
feature of the self-Coulomb interaction. Original mirror face is
at the interface, and the shifted mirror face is located a distance
8 from the interface. The solid line represents the true interface
and the dashed line represents the shifted mirror face.
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(a)

Barrier L Well Barrier
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-L2 L2
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FIG. 4. Qualitative features of (a) the self-energy potential
for the original and the shifted interfaces and (b) the effective
one-particle potential including the self-energy potential
(Hpot +Hsell‘)-

changes the square-well potential into a smoothly shaped
potential but the confinement feature is not essentially
modified. Thus the eigenstates of H{Y’ =H) +H %) or
HPY=H" +H ;,'},’t can be employed as a good approxi-
mation for the true eigenstates of H'®' or H")

The lowest eigenstates of H (' is obtained in the form

lz,|=L /2,
—x,lz,1), lz,|>L/2,

cos(k,z,),

Y.(z,)= (2.16)

B, exp(

where the parameters k,, k,, and B, are determined
through the conventional treatment of the square-well
potential problem. Here, we use the following boundary
conditions (see Appendix B):

Y. %-0 =, .17
1 d L 1 d L
;‘e('ﬁ-‘;e—lﬁe ?— @ 71;:1/19 —2—+0 (2.18)

Then the secular equation which determines the energy

eigenvalues is obtained as

k2 m
e e

(1)

2m, m!V

AE, — tan? +1|=0. (2.19)

In the same way, the hole wave function is obtained as
lz,| <L /2,
lz,|>L/2,

cos(k,z,),
(2.20)

t/:,,(zh )=

B,exp( —xylz, ),

where the parameters k,, k,, and B, are determined by
(2.17), (2.18), and (2.19) simply by replacing the suffix e by
h and changing AE, to AE,.

MASAMI KUMAGAI AND TOSHIHIDE TAKAGAHARA 40

For the lowest exciton state a variational wave func-
tion is constructed from a product of the lowest one-
particle wave functions of an electron and a hole as

V= Av,(z,)¢,(2,)8 (rey =1y

where A is the normalization constant and
g (7o —ry,2.—2,) represents the electron-hole relative
motion, and is defined as

z,—2z,), (2.21)

8 (Foy = TppZe —2;)

)2+,32(ze -z, )2]1/2} .
Here, a and B are variational parameters to minimize the
exciton energy. They represent the confinement in the
directions parallel and perpendicular to the interface, re-
spectively. Then the exciton binding energy is defined by

EbindE(E(e)+E(h))_Et0t , (2.23)

=exp{ —[a*(r,—ry (2.22)

where the total energy E'' is determined by minimizing
the expectation value of the total Hamiltonian by varying
the parameters a and S, i.e.,

Et°t=mié1(‘I/|Hmt|\I/) : (2.24)
a,

Details of this calculation are given in Appendix C. The
one-particle energies are approximated as

EW=(y |H +H Y, )

=E¢" + (¢, leelflwe (2.25)
EW=(y,|H +HU ;)

=E{ + (¢, [HE Y, ) (2.26)

where E{ and E "’ are the lowest eigenvalues of H ' and
H g" Y respectively, and the self-energies are included in
the lowest-order perturbation theory. Thus the exciton
binding energy is calculated approximately by

Ebind%EbEE(e) +E(h) +<¢e|H(s§l)fi¢e )
+<¢h|Hself|¢h> Etm'

The mirror shift § is introduced phenomenologically
because the first-principles determination of § is beyond
the scope of this paper. At present there is no criterion
for appropriate choice of the value of 8. However, for-
tunately enough, we find that physical quantities, such as
the exciton binding energy, are not very strongly depen-
dent on the parameters 8. The calculated & dependence
of the exciton binding energy is shown in Fig. 5. The well
and barrier materials are chosen to be GaAs and ZnSe,
respectively, in order to see the & dependence of the exci-
ton binding energy under realistic situations. The materi-
al parameters used in this calculation are given in Table
V. The exciton binding energy is measured in units of the
effective Rydberg of GaAs and the well width is mea-
sured in units of the exciton Bohr radius in GaAs. The
effective Rydberg and the exciton Bohr radius of GaAs
are estimated as 5 meV and 114 A, respectively, by using
the static dielectric constant and the carrier masses of
bulk GaAs given in Table V. It can be seen from the

(2.27)



I&

Binding energy Eb(Ry*)
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FIG. 5. Mirror shift 8 dependence of the exciton binding en-
ergy. Three 8 values are employed. The binding energy and the
well width are scaled by the effective Rydberg (Ry*), namely
the exciton binding energy and by the exciton Bohr radius (ajz)
of the bulk well material, respectively.

figure that the 8§ dependence of the exciton binding ener-
gy is rather weak, except for the very thin layer case.
The difference in the exciton binding energy between the
two cases 8/ag =0.01 and 0.02 are 1.1% and 5.3% for
the well width L=0.5 and 0.2aj, respectively. Thus the
exciton binding energy and also the exciton oscillator
strength can be calculated precisely enough so far as the
mirror shift 8 is chosen appropriately.

The oscillator strength of the excitonic transition is
calculated in order to clarify the optical properties of the
excitons in DQW?’s. The oscillator strength of the exci-
tonic transition is defined by

2
f e, K m

[{e,K|MIg)|*.
Ohweg,l(

(2.28)

Here, |g ) stands for the ground state, m is the free elec-

tron mass, w,, g the angular frequency of the excitonic

transition, and M is given by

,eil(-r_*_eil(-r.
M= B__.__._._.___E. s
2
in terms of the momentum operator p. The exciton state
le, K ) with a total wave vector K can be written as

(2.29)

172
o /KR
e, K)= YVT()I) dy 3 e N (r, —1p2052,)

TesTy

X a;r,ea,,rh lg), (2.30)

where the second-quantized form in the Wannier orbital
representation is employed and R, denotes the center-of-
mass coordinate parallel to the interface, o, and d,
denote the area and the length of a unit cell in the direc-
tion parallel and perpendicular to the interface, and N,
gives the number of unit cells in the quantization area.
The oscillator strength is usually defined for the active
volume of the quantum well. However, the active volume
is not well defined for the quantum-well structure with
finite potential barrier because the exciton wave function
is extended into the barrier layers. Here, the oscillator
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strength per unit volume is calculated by dividing the os-
cillator strength by the effective volume V' =Lo N :

- fex 25 Q2
=288 o =, 31
fe’K V moﬁweg,]( L (2 3 )
with
0= [W(0,z,2,)dz, , (2.32)

where p,, is the interband momentum matrix element.
Substituting (2.21) into (2.32) with (2.16) and (2.20), we
obtain

iy sin(k, —k,)L /2  sin(k,+k,)L /2
o= k,—k, k,+k,
2B,B), _(x +x
_____h_ ( e+ h)L/2 (2‘33)
K, t Ky

To see the enhancement factor explicitly, the oscillator
strength is compared to that of the bulk material:

fe,K —
fbulk

where aj is the exciton Bohr radius in the bulk material
and opgw and oy, denote the excitonic transition fre-
quencies in the DQW and in the bulk material, respec-
tively. The first factor is related to the energy shift due to
the quantum confinement and this quantity cannot be
determined without specifying the band-gap energy of the
DQW material. However, to see the general trends of the
oscillator strength, it is not necessary to specify the
band-gap energy. Thus the oscillator-strength ratio is
calculated dropping the frequency factor as

*32
Opux Tap Q

s (2.34)

— lal_;_:,\, f-e’K (2.35)
a L fbulk

The dependence of this quantity on the potential barrier
height, the dielectric-constant ratio, and the effective-
mass ratio will be discussed in Sec. III.

III. GENERAL FEATURES OF DQW’s

The optimum design of a synthesized material requires
precise knowledge of the fundamental properties and
their dependence on physical parameters of the original
materials as well as on details of the structure. In this
section, the general properties of the excitons in DQW’s

TABLE 1. Parameters of the model well material. All
DQW?’s appearing in Sec. III have this well material. The elec-
tron and hole effective masses m, and m, are measured in units
of the free electron mass m,.

Sample Well material
m (mg) 0.1
myY (mg) 0.5
€ 10
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TABLE II. Parameters of the model barrier materials in No.
1-1, No. 1-2, No. 1-3, and No. 1-4. The conduction- (valence-)
band discontinuity AE. (AE,) is measured in units of the
effective Rydberg of the well material.

Sample No. 1-1 No. 1-2 No. 1-3 No. 1-4
AE. (Ry*) 10 10 100 100
AE, Ry*) 10 100 10 100
m&? (mg) 0.1 0.1 0.01 0.1
mi? (mg) 0.5 0.5 0.5 0.5
€ 5 5 5 5

are clarified by using model materials. The main subjects
are the effects of barrier height of the DQW, effective
mass of the electron and hole in the barrier layer, and
dielectric constant of the barrier layer. The material pa-
rameters .of the well layer are given in Table I, and the
parameters are chosen similar to those of GaAs to simu-
late a realistic situation. This well material is used
throughout this section.

A. Effect of the barrier height

First, the barrier-height dependence of the exciton
binding energy is investigated. To examine this depen-
dence, four barrier materials having different barrier
heights are considered. Table II gives the material pa-
rameters of these barrier materials. They have the same
values of the electron and hole masses and of the dielec-
tric constant except for the band discontinuity. The band
discontinuities are measured in the effective Rydberg
(Ry*), namely the bulk excitonic binding energy of the
well material.

Figure 6 shows the exciton binding energy E b in the
four DQW’s as a function of the well width. The well
width is normalized by the excitonic Bohr radius in the
bulk well material and the exciton binding energy is mea-

EbE(lpe‘H(E)lwe)+<¢th(h)h/}h )_<wmin|Htot|\ymin> >
‘lph >—<\llmmlH§((|)L +H§(’;’l’1 +H(p€))l +H;J;(‘))t +HC0ulomb|\Pmin>)
H.(egl)f|\llmin>) ’

=y |HE +H Y, + L, |H) +H

pot

+((¢e|H(s§1)fWe ) +<'/’h ‘H(sgl)fWh >—<\Ilmin|H§gl)f

where W . is the variationally determined exciton wave
function. The quantity within the first set of parentheses
can be regarded approximately as the exciton binding en-
ergy in the conventional QW’s, although ¥ . includes
the dielectric confinement effect through the variational
parameters a and 3 in (2.22). In fact, this quantity takes
the largest value for No. 1-4, reflecting the strongest
quantum confinement. On the other hand, the quantity
within the second set of parentheses represents the
difference between one-electron self-energy and exciton
self-energy. The relative magnitude of the self-energy
difference among DQW’s of No. 1 series is rather compli-
cated and cannot be interpreted in a simple manner.
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FIG. 6. Calculated exciton binding energy of the four model
DQW’s No. 1-1, No. 1-2, No. 1-3, and No. 1-4, which have the
same well material and whose barrier materials have the same
parameters except for the band discontinuity. The material pa-
rameters of the well and barrier layers are given in Tables I and
II, respectively. The binding energy is scaled by the effective
Rydberg (Ry*), namely the exciton binding energy and the well
width is scaled by the exciton Bohr radius (aj’) of the bulk well
material

sured in units of the effective Rydberg. The binding ener-
gy increases by reducing the well width for all four cases.
For thick layers (L R 1.6ag), the four DQW’s have al-
most an identical exciton binding energy, and the larger
band discontinuity (stronger confinement) yields the
larger binding energy. These trends are the same as those
in the conventional quantum wells (QW’s) where the
dielectric confinement effect can be neglected. On the
other hand, for thin layers, the situation becomes very
complex and the sample with the largest band discon-
tinuities for both conduction and valence bands (No. 1-4)
does not have the largest binding energy. In order to see
the origin of the complicated behavior, we rewrite the ex-
citon binding energy as

Thus, although the larger band discontinuities yield
larger Coulomb interaction between an electron and a
hole, the self-energy difference compensates the enhanced
Coulomb interaction, resulting in a rather complex be-
havior of the exciton binding energy.

The oscillator strength of the excitonic transition for
these samples is shown in Fig. 7. Generally, the oscilla-
tor strength increases monotonically as the well width is
reduced. This results from the increased spatial overlap
between the electron and the hole due to the confinement
effect. However, the barrier-height dependence of the os-
cillator strength is rather complex. It can be seen that
higher potential barrier yields larger oscillator strength
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FIG. 7. Calculated exciton oscillator strength of the four
model DQW’s No. 1-1, No. 1-2, No. 1-3, and No. 1-4 normal-
ized by the value of bulk GaAs. The dotted line (No. 1-3) be-
comes almost identical to the dot-dashed line (No. 1-4) for
L >0.2a5.

except for the extremely thin region (L <0.2ag). This
tendency can be explained as a consequence of the poten-
tial barrier confinement. It can be also seen that the in-
crease in the oscillator strength due to the confinement
effect is stronger for the electron than for the hole.

B. Effect of the effective mass of the barrier

As mentioned in Sec. I, the effective mass of the car-
riers in the barrier layer plays an important role in deter-
mining the excitonic state. The effect of the effective
mass is closely related to the confinement of the wave
function, because the wave function penetrates the bar-
rier layer and is affected by the effective mass of the bar-
rier. Table III gives the material parameters of the model
barrier materials. They all have the same barrier heights
(AE,=10, AE,=100) and dielectric constant (e,=3).
Barrier material No. 2-1 has the same electron and hole
effective masses as the well material. Material No. 2-2
has 5 times the electron effective mass of the well materi-
al and the same hole effective mass as the well. On the
other hand, material No. 2-3 has five times the hole
effective mass of the well material and the same electron
effective mass as the well.

Figure 8 shows the exciton binding energy for materi-
als No. 2-1, No. 2-2, and No. 2-3. Material No. 2-2 yields

TABLE III. Parameters of the model barrier materials in
No. 2-1, No. 2-2, and No. 2-3. Notations are the same as in
Table I1.

Sample No. 2-1 No. 2-2 No. 2-3
AE, (Ry*) 10 10 10
AE, (Ry*) 100 100 100
mi? (mg) 0.1 0.5 0.1
mi? (mg) 0.5 0.5 2.5
€, 5 5 5
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Binding energy EP (Ry*)

0 . , . .
0.0 0.1 0.2 0.3 0.4 0.5
Well width L (ag)

FIG. 8. Calculated exciton binding energy of the three model
DQW’s No. 2-1, No. 2-2, and No. 2-3 which have the same ma-
terial parameters except for carrier masses in the barrier layer.
The relevant material parameters of the well and barrier layers
are given in Table I and III, respectively.

the largest binding energy among these samples. This
can be explained in terms of the difference in the exciton
reduced mass of the barrier material, which is 1, 3, and
1.15 times that of the well material for No. 2-1, No. 2-2,
and No. 2-3, respectively. Thus the exciton binding ener-
gy in No. 2-2 is enhanced through the penetration of the
exciton wave function into the barrier layer.

The oscillator strength of the excitonic transition is
also calculated for these DQW’s and the results are
shown in Fig. 9. General trends of these curves are simi-
lar to those of the exciton binding energy. For thin layers
(L <0.8ap), material No.2-2 has the largest oscillator
strength corresponding to the largest binding energy.
This is a consequence of decrease in the exciton Bohr ra-
dius due to the mass confinement effect. For thick layers,
the difference among three materials is small.

Summarizing the barrier-mass effect, the barrier ma-
terial should have a large carrier mass to enhance exci-
tonic properties. The barrier-mass effect is more pro-

1000 ¢ ' -
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£
£, 100k ?
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v v :
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= 10 ?
2 E b 5
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" 1.0 >
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FIG. 9. Calculated exciton oscillator strength of the three
model DQW’s No. 2-1, No. 2-2, and No. 2-3 normalized by the
value of bulk GaAs.
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nounced for a lighter mass carrier (electrons for many

cases) than for a heavier mass carrier since the exciton re- -

duced mass is determined mainly by the lighter carrier
mass.

C. Effect of the dielectric constant of the barrier

The effect of the difference in dielectric constant be-
tween the well and barrier layers was the initial motive
for investigating DQW structures. We have already stud-
ied this effect using the infinite barrier model.®° Howev-
er, the infinite barrier model is not appropriate for very
thin well layers because the unphysically localized wave
function yields an extremely large Coulomb interaction
between the electron and the hole, and consequently the
calculated results are not reliable. To see the effect of the
dielectric-constant difference in a more realistic situation,
we examined four model barrier materials No. 3-1, No.
3-2, No. 3-3, and No. 3-4 which have the same material
parameters except for the dielectric constant (e,=10,5, 2,
and 1). Their material parameters are given in Table IV.

The exciton binding energies of these materials are
shown in Fig. 10. The exciton binding energy can be
enhanced by decreasing the dielectric constant of the bar-
rier. This enhancement clearly lasts up to the region of
L X 2ap, while the effect of barrier mass disappears
around the region of L R aj as was seen in Sec. IIIB.
This is a direct consequence of the long-range nature of
the polarization effect. The most important features is
that the extremely large binding energy exceeding the
two-dimensional limit (4 Ry*) can be obtained by de-
creasing the barrier dielectric constant. This large
enhancement can produce a very stable exciton even
when the well material originally had a small binding en-
ergy.

The oscillator strength of the excitonic transition is
also calculated, and the results are shown in Fig. 11. The
oscillator strength becomes larger as the barrier dielectric
constant is reduced. This is due to the reduction in the
effective electron-hole distance through the dielectric
confinement effect.

In order to see these general features in a practical
DQW, the exciton binding energy in GaAs/ZnSe DQW’s
is plotted in Fig. 12 as a function of the well width. Four
curves are shown in the figure: the solid line corresponds
to the GaAs/ZnSe DQW’s, the dot-dashed line to a hy-
pothetical DQW in which ZnSe is assumed to have the
same carrier masses as GaAs, the dashed line to another
hypothetical DQW in which ZnSe is assumed to have the

TABLE IV. Parameters of the model barrier materials in No.
3-1, No. 3-2, No. 3-3, and No. 3-4. Notations are the same as in
Table II.

Sample No. 3-1 No. 3-2 No. 3-3 No. 3-4
AE, (Ry*) 10 10 10 10
AE, (Ry*) 100 100 100 100
m? (mg) 0.5 0.5 0.5 0.5
mi? (mg) 0.5 0.5 0.5 0.5
€ 10 5 2 1
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FIG. 10. Calculated exciton binding energy of the four model
DQW’s No. 3-1, No. 3-2, No. 3-3, and No. 3-4 which have the
same material parameters except for the dielectric constant of
the barrier layer. The relevant material parameters of the well
and barrier layers are given in Tables I and IV, respectively.

same dielectric constant as GaAs, and the dotted line to a
hypothetical DQW in which ZnSe is assumed to have the
same dielectric constant and carrier masses as GaAs. In
these hypothetical DQW’s, the band discontinuities are
taken to be the same as the realistic values. Details of the
material parameters used in the calculation is given in
Sec. V. It is found that the dielectric confinement effect
is dominantly contributing to the enhancement of the ex-
citon binding energy in this system. It is also confirmed
that the carrier mass effect is effective only for thin well
layers, whereas the dielectric effect works even for thick-
er layers.

In summary, DQW structures have excitonic proper-
ties which can be readily controlled by changing the bar-
rier material. We have three degrees of freedom in con-
trolling the excitonic properties in DQW’s. One is the
barrier height, which determines the one-particle
confinement feature; the change in the band discontinuity
yields the change in the excitonic properties. Another is
the effective mass of carriers in the barrier, which affects
the excitonic properties through the change in the exci-

Oscillator strength f

Frami

Well width L (a‘B)

FIG. 11. Calculated exciton oscillator strength of the four
model DQW?’s, No. 3-1, No. 3-2, No. 3-3, and No. 3-4 normal-
ized by the value of bulk GaAs.
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FIG. 12. Exciton binding energy of the GaAs/ZnSe DQW
(solid line). In order to clarify the mass confinement and dielec-
tric confinement effects, three virtual barrier materials are con-
sidered: one with the dielectric constant of ZnSe and carrier
masses of GaAs (dot-dashed line), another with the dielectric
constant of GaAs and carrier masses of ZnSe (dashed line), and
the other with dielectric constant and carrier masses of GaAs
(dotted line). The material parameters used in the calculation
are given in Table V.

ton reduced mass. The change in the mass of the lighter
carrier (electron) gives the larger change in the excitonic
properties. The other is the dielectric constant of the
barrier. This quantity dominates the electrostatic feature
of the DQW, and determines the excitonic properties.
We can get the optimum enhancement of the excitonic
properties by combining these three effects.

IV. OPTICAL NONLINEARITY OF DQW’s

In this section, the calculation of the third-order opti-
cal nonlinearity of DQW?’s is presented. This calculation
J
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FIG. 13. Energy diagrams of a three-level model. |g), |e),
and [b) denote the ground, the one-exciton, and two-exciton
states, respectively. Three longitudinal relaxation constants are
shown with associated transitions.

is based on the three-level model given in Fig. 13. The
ground, one-exciton, and two-exciton states are denoted
by |g), le), and |b ), respectively. Energy separation be-
tween |g) and |e) is denoted by #iw,,, and that between
le) and |b) by %w,,. Six relaxation constants are includ-
ed in the model; three of them representing the longitudi-
nal relaxation rates and the other three representing the
transverse relaxation rates. Here, the third-order non-
linear susceptibility > is defined by the following rela-
tion between the third-order nonlinear polarization P'®
and the electric field E;:!?

P, +w,+03) =Y —0,—0,~0;=0,,0,,03;):E(0, Ey(0,)Ey(0;) , 4.1)°
with
E,-(icu,-)ZEO,-exp(ik'r-T-ia),;t) ) 4.2)
P¥(+w)=Pexplik-r Fiwt) . 4.3)
The third-order nonlinear susceptibility is calculated as!3
et Y. .
(3) = eg eg
x (-0, -Q)=——F—"""— 4 | —
4503 m 3N o oL 2,, Lo | % (04 —Q—iy )0, —QFiy,,)
-2 Veg fegfbe
Feg eg (wbe“‘Q’-i’)/be)(wegﬂﬂwi’)/eg)(wegaﬂ_i_i';/eg)
fegfbe
T Wpe . 2 .
(0eg = Q—iY g ) (0py =20 —iYg)
+o fegfbe , (4.4)

& (O)be _Q'_i'ybe )(wbg—2ﬂ—i1/bg )(weg'—ﬂ—i'}/eg)



12 368

where () is the frequency of the incident light, w;; (f;;) is
the frequency (oscillator strength) of transition between i
and j states, the notations o, and N, were given in Sec.
11, and the summation is taken over the exciton states.

T';; is the longitudinal relaxation rate between / and j
states, and y; is the relaxation rate of the off-diagonal
(i##j) element of the density matrix (transverse relaxa-
tion rate). The transverse relaxation rate y,; is generally
composed of the sum of the decay rate of the amplitude
of the i and j state wave functions (y;;) and the pure de-
phasing rate (y};):

vi=vitvi - 4.5)

The oscillator strength given by (2.29) is defined for the
free exciton which moves coherently throughout the
whole crystal corresponding to a S8-function-like spec-
trum of the exciton. This oscillator strength is propor-
tional to the quantization volume and becomes infinitely
large as the quantization volume increases. Correspond-
ingly, the radiative lifetime of excitons becomes infinitely
short and at the same time the x'*) value diverges since
x® is proportional to the square of the oscillator
strength. This unphysical situation was recently resolved
by Feldmann et al.'* by introducing the concept of
coherence volume which is determined by the homogene-
ous linewidth of the exciton transition. In their interpre-
tation, the infinitely large oscillator strength of the K=0
exciton is shared by the finite-momentum exciton states
within the spectral linewidth A. Since the number of
states within the spectral linewidth A is proportional to
the quantization volume, the redistributed oscillator
strength for each exciton state becomes finite. This
effective oscillator strength successfully explains the
dependence of radiative lifetime on the sample tempera-
ture and on the quantum-well thickness.!* Using this in-
terpretation, the intensive character of x'* can be
recovered as shown below.

The K=0 oscillator strength f;; and the effective oscil-
lator strength F;; in DQW’s can be written as

— 20?2 2
fi=Nyoo mofio,; pyl* 4.6)
20# | 202 )
- —_— . , 4.7
E; MA moﬁwij IP,J| @7

where p;; is the momentum matrix element between i and
J states, M is the translational mass of the exciton parallel
to the interface, and Q is given in (2.33). The K=0 oscil-
lator strength f,; becomes infinitely large when the
quantization area N o, is taken to be infinite. On the
other hand, the effective oscillator strength is not propor-
tional to the quantization area but to another quantity
with the same dimensions. This can be called the coher-
ence area of exciton in a quantum-well structure:

_ 2a#?

SCO]’\ - MA

(4.8)
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Hence the coherence volume of exciton can be given by
SconL. In fact, the oscillator strength F;; is equal to
S onL times the unit-volume oscillator strength in (2.31).
Now, we define the effective nonlinear susceptibility
x'* by summing the nonlinear polarization due to each

exciton state distributed over the spectral width A as

= fA)?‘”(E)D(E)dE , 4.9)

where E stands for the transition energies fiw,, and fiw,,,
X ®(E) is given by (4.4) replacing the oscillator strength
fij by F;; and dropping the summation symbol, and the

density of states D (E) is given as
MN,0,
2

If the spectral width A is so small that the energy depen-
dence of ¥ ®Y(E) can be neglected, we have

D(E)= (4.10)

(4.11)

Now it is easy to check the intensive character of ¥'*. In
the above calculation we ignored the temperature factor
defined by

[.D(E)f (E)E

~ [7DE)(EME

&(T) (4.12)

where f is the Bose distribution function. This factor
must be taken into account to see the effect of finite tem-
perature on x'*. Here, we scale |p,, |* as

1Pse > =Elpeg|* (4.13)

In the bulk crystal, £ is estimated to be 1/2 for a weakly
bound biexciton state composed of spin-singlet pairs of
electrons and holes, whereas for two-exciton scattering
(unbound) state, £ is estimated to be 2 corresponding to
the boson model.’* In low-dimensional structures, &
takes a value between these two values depending on the

details of the envelope wave function. We also assume
that

Ty =0 .

(4.14)
This assumption implies that the two-exciton state can-
not be annihilated radiatively by single photon emission
apart from two-photon cascade emission via the one-
exciton state. Then ¥'*) can be written as

2
ho(Q),

4
(3)— Weg€ S

X omloAr

coh

L

20
moﬁweg

Peg I

z

eg')’ig
4.15)

and the dimensionless frequency factor h,({2) is given by
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° (@og = Q=17 1)@ — At iy o Ny — Q—iy,,) " *
T, 2wy, —Q—iy,. ) (o, /op o, —Q—i
oE |~ b MWbe  Deg [Dbe T 0eg Weg) vl . (4.16)
‘}/eg (0 —=Q—iy,,) (0pg =2 =iy po Nwpe —Q—iV4,)

From now on, we confine ourselves to the case where
the transverse relaxation rates are much larger than the
longitudinal relaxation rates, namely, the transverse re-
laxation rates are dominated by the pure dephasing rates.
The dependence of ¥** on the exciton oscillator strength
depends delicately on the character of the longitudinal re-
laxation rate I",,. Two limiting cases for the longitudinal
relaxation rate are considered: when the longitudinal re-
laxation is purely radiative and when it is dominated by
the nonradiative decay. The first case is relevant to good
quality samples. The longitudinal relaxation is given in
terms of the oscillator strength as

., 2ne’w ﬁg
Lo =2y,= WFeg , (4.17)
where n is the refractive index of the material. In this
case, Y'*' is proportional to the oscillator strength and is
given by
3e%c3 202
V= — g 1P| [o(Q) .
4Lm0nﬁwegﬂ Yeg | MoNWcg
(4.18)

Thus the dependence of y'*’ on material parameters is
similar to that of the oscillator strength in (4.7). On the
other hand, y*® for the second case is proportional to the
square of the oscillator strength, and thus depends more
strongly on material parameters than the oscillator
strength does. The absolute magnitude of x*’ and its
dependence on material parameters will be discussed in
the next section.

V. PRACTICAL EXAMPLES OF DQW’s

In this section, some practical examples of DQW?’s are
proposed. Here, we consider mainly a DQW with a
GaAs well layer because its characteristics are well un-
derstood; for example, band gap, effective masses, dielec-
tric constant, and band discontinuity to other materials.
First, we will discuss the feasibility of fabricating DQW’s.
In fabricating heterointerfaces, one should first consider
the lattice properties. In particular, the lattice structure
and lattice constant are important quantities to be
matched between the two materials to fabricate a high-
quality interface. GaAs has a zincblende (cubic) struc-
ture and its lattice constant is 5.653 A. From this point
of view, materials are limited to such species as Ge,
Al(Ga)As(P), Zn(S)Se, CaF,, NaCl, or BaO. All these
materials have cubic lattice structures and lattice con-
stants similar to GaAs and larger band gaps than GaAs.
Among them, Ge and BaO have larger static dielectric
constants than GaAs and they are not appropriate for the
barrier material of DQW’s. Al(Ga)As(P) is one of the

[
most popular materials to form heterointerfaces between
GaAs. Many studies on the GaAs/ZnSe heterointerface
have been reported. !> !7 However, the main concern of -
these studies was the epitaxial growth of ZnSe; GaAs is
used only as a substrate with a similar lattice constant.
Thus the DQW effect in this structure has not been no-
ticed explicitly. Nevertheless, there is great possibility
for fabricating the GaAs/ZnSe DQW?’s. Heteroepitaxial
growth of CaF, has been studied. 720 However, since
this material has a different lattice structure and a rather
different thermal expansion coefficient from GaAs, a
high-quality heterointerface is still very difficult to grow
at present although high-quality growth of CaF, is ex-
pected in the near future. The situation for NaCl is simi-
lar to that for CaF,. However, due to its deliquescent na-
ture, a stable GaAs/NaCl heterointerface seems quite
difficult to fabricate at present. Table V presents the ma-
terial parameters of GaAs, Alj3Gay,As, AlAs, ZnSe,
CaF,, and NaCl. Parameters for Alj;Ga, ,As are deter-
mined by linearly interpolating those of GaAs and AlAs.
Before going into detail, we will briefly discuss the
dielectric constant to be used in the exciton problem.
Mayer?! and Haken?? have proposed that the Coulomb
interaction for the exciton has the following form:

2 1

J Coulomb — __ e e | +r 1 [I—L qer+e_th)]
€,r r €, € 2

(5.1)

with g, =(2m, 01 o/#)!/? and g, =(2m, 0o /#)'/?, where

r is the electron-hole distance, the static (optical) dielec-
tric constant is denoted by ¢, (€,), and oy represents
the LO-phonon frequency. For GaAs, the LO- phonon
energy fiwy o is about 35 meV, and the quantities g, U'and
q,, are 40 and 15 A respectively. For r>>40 A the
Coulomb interaction is determined by the static dielectric
constant €, while for » << 15 A the Coulomb interaction
is determined by the optical dielectric constant €,. The
excitonic Bohr radius in bulk GaAs is about 114 A and
thus the Coulomb interaction is dominantly determined
by the static dielectric constant. However, in the DQW
structure, especially in thin well layers, the excitonic
Bohr radius becomes anisotropic and is reduced. Thus
the situation becomes intermediate between the two lim-
its, and an interpolation formula like (5.1) should be used.
In the following, we will use the static dielectric constant
€y, which yields the minimum value of the exciton bind-
ing energy, for GaAs/Al ,Ga,;_,As, GaAs/AlAs, and
GaAs/ZnSe DQW’s. For GaAs/CaF, and GaAs/NaCl
DQW’s which have smaller exciton Bohr radius, both the
static and the optical dielectric constants are used to
show the minimum and maximum values of the exciton
binding energy.



12 370

3.00 —
------ GaAs/ZnSe 1as0 =
’% — GaAs/AlAs £
—~ == GaAs/Alg3Gag 7As
. 250 4500 §
s <
w £
& 1550 &
g o
< >
w
4 4600 =
S 200} <
G 1650 -3
E w
- 4700 &
=
1750
— 800
1.50 ; : e
0.0 1.0 2.0
Well width L (ap)
FIG. 14. Transition energy of the exciton for

GaAs/Al ;Gay ,As, GaAs/AlAs, and GaAs/ZnSe DQW’s.
The energy gap of the bulk GaAs is taken to be 1.52 eV. The
corresponding transition wavelength is also given in the figure.

Now let us consider the calculated results. First, the
change in exciton transition energy will be discussed.
Figure 14 gives the transition energy of the exciton in
GaAs/ZnSe, GaAs/AlAs, and GaAs/Al,GagAs
DQW’s. The band-gap energy of bulk GaAs [ E,(GaAs)]
is taken to be 1.52 eV, and the exciton transition energy
is nearly the same as E,(GaAs) for DQW’s with well
widths larger than 0.8a;. However, for thin well layers
(L £0.4aj3), the exciton transition energy increases
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FIG. 15. Exciton binding energy for GaAs/Al, ;Gag;As,
GaAs/AlAs, and GaAs/ZnSe DQW’s. The material parame-
ters used in the calculation are given in Table V.

drastically. These features are mainly determined by the
well-width dependence of the subband energy because the
exciton binding energy shows a much weaker dependence
on the well thickness. In the limit of L —0, the exciton
energy should approach that of the barrier material.

The calculated results of the exciton binding energy for
GaAs/Aly ;Gay ;As, GaAs/AlAs, and GaAs/ZnSe
DQW’s are shown as a function of the well width in Fig.
15. Throughout this section, the exciton binding energy
and the well width are measured in units of the exciton
binding energy of bulk GaAs (=5 meV), and exciton
Bohr radius of bulk GaAs (=114 A, respectively. The
straight line in the figure gives the room-temperature en-
ergy (kg T =26 meV). It can be seen that the GaAs/ZnSe

TABLE V. Parameters of the actual materials: GaAs, Aly ;Gag ;As, AlAs, ZnSe, CaF,, and NaCl. Notations are the same as in
Table II. The static (optical) dielectric constant is denoted by €, (€, ).

Materials GaAs

Al ;Gag ,As? AlAs ZnSe CaF, NaCl
lattice structure zinc blende zinc blende zinc blende zinc blende CaF, NaCl
lattice constant (A) 5.653 5.655 5.660 5.668 5.463 5.63
m, (mg) 0.0665" 0.084 0.124° 0.170"
my, (mg) 0.475°¢ 0.483 0.5¢ 0.57
& 12.60¢ 11.84 10.06° 7.6 6.8! 5.6!
€. 10.9¢ 10.1 8.16" 5.4 2m 2m
AE, (eV) 0 0.32 1.06 0.34
AE, (eV) 0 0.17 0.558 0.96*

2These values are estimated by linear interpolation of the values of GaAs and AlAs.
bG. E. Stillman, D. M. Larsen, C. M. Wolfe, and R. C. Brandt, Solid State Commun. 9, 2245 (1971).

°A. L. Mears and R. A. Stradling, J. Phys. C 4, L22 (1971).

d4C. J. Johnson, G. H. Sherman, and R. Weil, Appl. Opt. 8, 1667 (1969).
W. P. Dumke, M. R. Lorentz, and G. D. Pettit, Phys. Rev. B 5, 2978 (1972).

fR. E. Fern and A. Onton, J. Appl. Phys. 42, 3499 (1971).
gJ. Batey and S. L. Wright, J. Appl. Phys. 59, 200 (1986).
"D. T. F. Maple, J. Appl. Phys. 35, 1879 (1964).

‘M. Sondergeld, Phys. Status Solidi B 81, 253 (1977).

JA. Manabe, A. Mitsuishi, and H. Yoshinaga, Jpn. J. Appl. Phys. 6, 593 (1967).

kS. P. Kowalczyk, E. A. Kraut, J. R. Waldrop, and R. W. Grant, J. Vac. Sci. Technol. 21, 482 (1982).

"dmerican Institute of Physics Handbook, 3rd ed., edited by D. E. Gray (McGraw-Hill, New York, 1982), pp. 9-74.
™American Institute of Physics Handbook, 3rd ed., edited by D. E. Gray (McGraw-Hill, New York, 1982), pp. 6-12.
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FIG. 16. Exciton oscillator strength of GaAs/Al, ;Ga, ;As,
GaAs/AlAs, and GaAs/ZnSe DQW’s normalized by the value
of bulk GaAs.

DQW is favorable for getting a large exciton binding en-
ergy over the whole range of the well widths.
GaAs/Alj ;Gag ;As DQW’s have a smaller exciton bind-
ing energy than the others. These results agree well with
the general features clarified in Sec. III because ZnSe has
a smaller dielectric constant and larger carrier masses
than GaAs, while Al; ;Ga, ;As has similar values of the
dielectric constant and carrier masses to GaAs.

Figure 16 shows the calculated oscillator strength of
the excitonic transition for Alj;Gag,As/GaAs,
AlAs/GaAs, and ZnSe/GaAs DQW’s. The general be-
havior of the oscillator strength is similar to that of the
exciton binding energy, although the difference in the os-
cillator strength among three materials is smaller than
that in the binding energy.

The absolute values of x'® for Aly;Ga,,As/GaAs,
AlAs/GaAs, and ZnSe/GaAs DQW’s are shown in Fig.
17 as a function of the well width. In this calculation, the

10— T v - T 3
e GaAs/ZnSe E
— GaAs/AlAs ]
—= GaAs/Aly3Gag.7As
= 1F 3
. 5
35 0.1F E
0.01——t L
0.0 1.0 2.0
Well width L (ap)

FIG. 17. Calculated third-order nonlinear susceptibility of
GaAs/Aly 3Gag ;As, GaAs/AlAs, and GaAs/ZnSe DQW’s.
These results are obtained by assuming that the longitudinal re-
laxation is dominated by the radiative decay which is directly
related to the exciton oscillator strength.
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bulk value of the momentum matrix element p,, and the
transverse relaxation rate ¥ ,, are used as follows:

2 2
Peg 8.9 eV (Ref. 23), (5.2)
mg
Ay g =2 meV (Ref. 4) . (5.3)

The spectral width A in (4.7) is assumed to be 27y, and
the dimensionless frequency factor hy({) in (4.16) is set
to be unity. This calculation corresponds to the case
where the longitudinal decay is purely radiative and thus
the well-width dependence of x' is the same as that of
the oscillator strength. The GaAs/Alj;Gay,As QW
with a well width of 114 A (=ap) yields x'*=0.06 esu
which agrees well with the experimental value.® Very
large x'*’ values can be achieved using a ZnSe barrier and
reducing the well width.

Now the calculated results will be presented for GaAs
DQW’s with insulators as the barrier layer. The exciton
binding energies of GaAs/CaF, and GaAs/NaCl DQW’s
are given in Fig. 18 as a function of the well width. The
three curves correspond to three dielectric constants of
the barrier medium of 2, 5.6, and 6.8 which are €, of
both NaCl and CaF,, ¢, of NaCl, and ¢, of CaF,, respec-
tively. The straight line in the figure gives the room-
temperature energy. These curves were calculated using
the infinite barrier model, because the band discontinui-
ties between GaAs and these materials are unknown.
Since these materials are both insulators and are con-
sidered to have very large band discontinuities with
GaAs, the infinite barrier model is appropriate for these

- materials. Very large values of the exciton binding ener-

gy are obtained for both cases and the strong dependence
on the dielectric constant of the barrier layer is demon-

Binding energy Eb (Ry*)

Well width L (ag)

FIG. 18. Exciton binding energy of GaAs/NaCl and
GaAs/CaF, DQW’s. The static dielectric constants €, of NaCl
and CaF, are 5.6 and 6.8, respectively, and the optical dielectric
constants €,, of NaCl and CaF, are both 2.0. An infinite barrier
model is used for the calculation, since the band discontinuities
for these materials are not well known.
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FIG. 19. Exciton oscillator strength of GaAs/NaCl and
GaAs/CaF, DQW’s normalized by the value of bulk GaAs.

Material parameters used in the calculation are given in Table
V.

strated. In this case, the absence of saturation of the ex-
citon binding energy for very thin layers reflects the
infiniteness of the barrier height. As mentioned above,
the curves corresponding to €, and €, give the maximum
and minimum values of the exciton binding energy, re-
spectively.

Figure 19 shows the oscillator strength of the excitonic
transition in GaAs/CaF, and GaAs/NaCl DQW’s. The
well-width dependence is similar to that of the exciton
binding energy; however, the dependence on dielectric
constant is not so strong as that of the exciton binding
energy. The absolute values of ¥'®’ of these samples are
given in Fig. 20 as a function of the well width. In these
materials also, very large ‘> values can be expected.

Table VI summarizes the exciton binding energy, oscil-
lator strength, radiative lifetime, and )Cm of GaAs
DQW'’s with a well width L=0.2ag (=23 A) for various
barrier materials. DQW materials are clearly very
promising for large exciton binding energy and large os-
cillator strength, and fast response time and large non-
linear susceptibility y'*.

Up to now, only DQW’s with GaAs as the well materi-
al have been considered. However, there is no reason to
restrict the well material to GaAs alone. Any material
can be chosen as the well material for DQW?’s, and the
key parameters are the energy of the excitonic transition,
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FIG. 20. Calculated third-order nonlinear susceptibility of

GaAs/NaCl and GaAs/CaF, DQW’s. The calculation used the
same assumption as in Fig. 17.

the exciton binding energy of the original material, and
the feasibility of fabrication. For large exciton binding
energy, a CuCl/CaF, DQW seems favorable as a practi-
cal example.?* Also, DQW’s with II-VI-compound semi-
conductors as the well material are favorable, because
they originally have a large exciton binding energy in the
bulk state.

Very recently, Ishihara et al. reported the excitonic
properties of the two-dimensional perovskite semiconduc-
tor (C;oH,;NH,),Pbl,.?> This material consists of Pbl,
layers sandwiched between alkylammonium layers and
has a typical DQW structure. They argued that the
effective dielectric constant of Pbl, layers is 13, while
that of the organic layers is about 2. In their sample, the
Pbl, layer has a thickness of 0.3ag, where aj is the exci-
ton Bohr radius in bulk Pbl, and the measured exciton
binding energy is 12.3 Ry*. Since the band discontinui-
ties and the effective masses of thé¢ alkylammonium are
unknown, the infinite barrier model is employed in the
calculation. Using the dielectric constant ratio
(€,/€,=6.5) and the well thickness (0.3a} ), we estimate
the exciton binding energy to be 15.5 Ry*, which agrees
well with the experimental value. The enhancement fac-
tor of the oscillator strength relative to the bulk value is
calculated to be 36, which agrees quite satisfactorily with
the experimental value 41. They also observed the depen-
dence of the exciton binding energy on the barrier thick-

TABLE VI. Calculated binding energy E°, oscillator strength F,,, radiative lifetime T';, and third-
order nonlinear optical susceptibility ¥’ for the GaAs DQW’s having 23-A (=0.2a;¥, where a; is the
exciton Bohr radius in bulk GaAs) -thick GaAs layer and barrier layers of Al ;Gag;As, AlAs, ZnSe,
CaF,, and NaCl. The ¢, or €, in parentheses is the dielectric constant of the barrier material employed

in the calculation.

Barrier material E® (meV) F, T, (psec) x* (esu)
Aly ;Gag ,As (&) 15.7 40.3 211 0.42
AlAs (€y) 22.0 58.8 144 0.61
ZnSe (€;) 39.9 65.6 129 0.68
CaF, (€,) 98.3 151 56.2 1.6
NacCl (e,,) 98.3 151 56.2 1.6
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ness through the n dependence for (C,H,, ., ;NH;),Pbl,
by varying the length of the alkylammonium chain.?°
They found an increase in the exciton binding energy
with increasing n. This may be interpreted as the effect
of the multiple quantum well (MQW). Although in our
theory only a single-quantum-well (SQW) case is con-
sidered, the effect of the MQW can be simply deduced.
In MQW structures, the carrier confinement effect, the
carrier mass effect, and the dielectric confinement effect
are all reduced because the wave functions and the elec-
tric force lines extend through several layers Thus, the
exciton binding energy becomes larger with increasing n,
approaching the value of the SQW case which corre-
sponds to n = .

VI. SUMMARY AND CONCLUSION

In this paper, the fundamental physics determining the
excitonic properties in DQW?’s is clarified and, as a conse-
quence, the guiding principles for designing DQW struc-
tures with optimum excitonic properties are obtained. (1)
Exciton binding energy can be changed by varying the
barrier height through the carrier confinement effect. In
addition, the oscillator strength of excitonic transition
and the nonlinear optical properties can be enhanced by
enlarging the barrier height. (2) The carrier masses in
barrier layers also affect the excitonic properties through
the penetrating wave function. In general, the barrier
material with heavier carrier masses yields a larger exci-
ton binding energy, larger oscillator strength, and larger
)((3’. In this case, it is more effective to use barrier ma-
terials with heavy mass for the lighter carrier (electron)
than for the heavier carrier (hole). (3) The dielectric con-
stants of barrier layers affect the screening of the
electron-hole Coulomb interaction and play an important
role in determining the excitonic properties of the DQW.
The excitonic properties are enhanced substantially by
decreasing the barrier dielectric constant. Combining
these general features, we can design the excitonic prop-
erties in DQW’s to a great extent.

Some practical examples of DQW’s have been pro-
posed with GaAs as the well material. Here, ZnSe, which
is a semiconducting barrier material, was shown to be one
of the most favorable and promising materials. This is
because it has a lattice constant nearly matched to GaAs,
and has a smaller dielectric constant and larger carrier
masses than GaAs. Furthermore, we can achieve a com-
plete lattice matching by employing ZnS,Se,_, with a
tiny amount of sulfur,!® or ZnSe/ZnS, Se, _, strained lay-
er superlattice. !’

Among the insulators, NaCl and CaF, are very favor-
able as barrier material of GaAs DQW’s, because they
have small dielectric constants and cubic lattice struc-
tures with a lattice constant nearly matched to GaAs.

This paper has considered the DQW structures ex-
clusively. However, there is no reason to be limited to
the DQW structure. Any structure with a heterointer-
face is expected to show enhanced excitonic properties.
For example, even a single heterointerface can be expect-
ed to show the effect of dielectric confinement and
effective-mass confinement. The quantum-well structure
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with different barrier materials on each side may also
enhance excitonic properties. A thin single heterointer-
face can be considered as a DQW with a vacuum (air)
layer as one of the barriers. Vacuum (air) is one of the
best materials for the barrier of DQW’s, because it has
the smallest dielectric constant.

Furthermore, the DQW effect can be expected in other
low-dimensional structures, namely quantum wires and
quantum dot structures. Semiconductor microcrystallites
are attracting much attention from both theoretical?’ 3!
and experimental® 37 points of view. In zero-
dimensional structures, the dielectric confinement and
the quantum confinement effects are working in all space
dimensions and thus the DQW effects appear significantly
enhanced. 3®

Finally, we would like to mention other applications of
the DQW structure. Generally speaking, the DQW
structure changes not only the excitonic properties but
also many other material properties, such as the mobility
of the carrier («<1/m*), the CR time constant ( <€), and
the Frohlich interaction [(1/€,—1/€,)!/?]. These prop-
erties play important roles in determining the perfor-
mance of electronic devices as well as optical devices.
Furthermore, the DQW structure is also effective for con-
trolling the radiative lifetime, not only through the
change of the oscillator strength mentioned in this paper,
but through the change of the density of optical modes
which depends on the electromagnetic dielectric constant
of enlosing medium. *

In conclusion, the DQW structure is a unique material
whose excitonic properties can be controlled to a great
extent by changing the band discontinuity, carrier mass
ratio, and the dielectric-constant ratio. This material
whose has a large possibility to synthesize the novel prop-
erties which can be appropriate to our individual applica-
tions.
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APPENDIX A: COULOMB INTERACTIONS
IN DIELECTRIC QUANTUM WELLS

This Appendix derives the Coulomb interaction be-
tween charged particles in dielectric quantum-well struc-
tures. The most general case will be considered in which
the dielectric constants of the well layer (region I), the
left-hand-side barrier layer (region II), and the right-
hand-side barrier layer (region III) are given by €, €,, and
€3, respectively, as shown in Fig. 21(a). First of all, we
calculate the electrostatic potential set up by a charged
particle in the DQW structure. The discontinuity of the
dielectric constant induces polarization charges at the in-
terfaces. This polarization effect can be simply incor-



12 374
N
(@) I Iy 1]
£, €, : €,
N LN
-L’2 0 L2
(b)
o —e o}o *—e ———
Zz Zo2 Z4| Zo Z 2> Z3
()
L 4 1® O @
2124 4)Z2 VALYA) Z2
FIG. 21. (a) Schematic structure of a general three-layer

DQW. Typical configurations of the real and image charges are
shown for the cases when a charged particle is in the well layer
(b), and in the right-hand-side barrier layer (c). The original
charge is indicated by an open circle and the induced image
charges are given by solid circles.

porated by the method of image charges.*° However, in
this case there is an infinite series of image charges due to
the presence of two interfaces. The position of these im-
age charges is given by

z,=nL +(—1)'zy, n=0,£1,%£2..., (A1)

where z;, denotes the position of the original charge, L is
the thickness of the well layer, and the z axis is taken to
be perpendicular to the interfaces. Three cases will be
discussed separately depending on the position of the
original charge.

Case 1. The charged particle is in the well layer [region
I in Fig. 21(a)]. A typical configuration of image charges
is plotted in Fig. 21(b).

(a) The potential in region I is given by placing image
charges e, and e,,,. .. at z,; and z,, ..., respective-
ly, and at the same time by regarding the whole structure
as having a common dielectric constant €,. The charges
{e,} (n==x1,%2,...) are determined from the continui-
ty conditions for the electrostatic potential and the nor-
mal component of the displacement vector at the inter-
faces. The results are given as

—en+1
eiynn=¢ €o »

gl (A2)
€omn+1= €o »
€, +e€
61_62
— f£n
e 3 1=§ e +e €0 »
176

n=0,1,2,...,

where e is the original charge at z,. The quantity & is
defined by

_ €17 €& €176

= . A3
€,te €16 (A3)
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(b) The potential in region II (left-hand-side barrier lay-
er) is given by placing image charges e, e}, and e),. . . at
2y, Z1, and z,,. . . and at the same time by regarding the
whole structure as having a common dielectric constant

€,. The charges {e,} (n =0,1,2,...) are determined as
_ e =0,1,2 (A4)
en——el+€2en, n=0,1,2,...

where the charges {e, } are given by (A2).

(c) The potential in region III (right-hand-side barrier
layer) is given by placing image charges eg, e’ ,, and
e’ y,... at z5, z_4, and z_,,. .. and by regarding the
whole structure as having a common dielectric constant
€;. The charges {e” ,} (n =0,1,2,...) are given as

2€;

"
—n

e n=0,1,2,... (AS5)

€t+e
where the charges {e_,} are given by (A2).

Case II. The charged particle is in region II.

(a) The potential in region I is given by placing image
charges e}, e, and es,... at z;, z3, and zs,. .. and ey,
e’ 5 and e’ 4,... at zy, z_,, and z_,, ..., respectively,
and by regarding the whole structure as having a com-
mon dielectric constant €;. The charges {e},,;} and
{e’5,} (n=0,1,2,...) are determined as

2¢; €,—¢€ 2¢,
eont+1= ey, €3y = "y ,
€,te, €,1+€ € te,
n=0,1,2,.... (A6)

(b) The potential in region II is given by placing image
chargese_,, e, e;,and es,. .. at z_, zy, z3, and zs,. . .
and by regarding the whole structure as having a com-
mon dielectric constant €,. The chargese_, and {e,, ;}
(n=0,1,2,...) are given as

€76 4ei€, €, €
e &7~ €0y €417 2 &%
€, te, (€,1¢€,)" €16
n=0,1,2,.... (A7)

(c) The potential in region III is given by placing image
charges eg, e’ ,, and e”,4,... at zy, z_,, and z_,,. ..
and by regarding the whole structure as having a com-

mon dielectric constant €;. The charges f{e”,,}
(n=0,1,2,...) are given as

. 4€€;5
e, m 2 _EM%  n=0,1,2,... . (A8)

(€, +€)€;te€3)

Case III. The charged particle is in region III. A typi-
cal configuration of image charges is plotted in Fig. 21(c).

(a) The potential in region I is given by placing image
charges e, e5, and e},. .. at zy, z,, and z,,... and e"_,
e j,ande’ s,...atz_;,z_;,and z_g, ..., respective-
ly, and by regarding the whole structure as having a com-
mon dielectric constant €,. The charges {e},} and
{e’ 5,1} (n=0,1,2,...) are given as
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, 2¢; , 26, €—€ {e_5,—1} (n=0,1,2,...) are given as
€m= §'ep, €lyp—1 = &' »
€€ €t€ €t¢ €€ 4e1€; €,—€, e
e, =— €gy €_ gy =" eo »
n=0,1,2,.... (A9 ! € te ? =l (e,+¢€)* €1F¢ 0
(b) The potential in region II is given by placing image n=0,1,2,.... (All)
charges ey, ey, and e} ,. .. at zy, z,, and z4,... and by

Having obtained the electrostatic potential induced by
a charged particle in the DQW structure, we can derive
the Coulomb interaction between charged particles by
calculating the potential at the position of a charged par-
oo 4¢€,€, " _ ticle set up by another charged particle. For the
€2n *mg eg, n=0,1,2,.... (A10)  glectron-hole Coulomb interaction, we have six different
interactions according to the position of an electron and
(c) The potential in region III is given by placing image a hole. Here, regions I, II, and III will be denoted by C,
charges e, e_;, e_3, and e_s,... at z,, z_;, z_3, and L, and R, respectively. Letting HZE . (r,,r,) represent
z_s,. . . and by regarding the whole structure as havinga  the Coulomb interaction between an electron in region A4
common dielectric constant €;. The charges e; and and a hole in region B, we have
J

regarding the whole structure as having a com-
mon dielectric constant €,. The charges {e},} (n
=0,1,2,...) are given as

oo ezé"n‘
2 2 . 29172
ne—w €[(re=ry) +(z,—2,—2nL)"]
€76 i elt"
€1+63 n=0 €,{(reu—rh“)2+[ze+zh—‘(Zn +1)L]2]1/2

ccC —_
HCoulomb(re’rh )=

€€ i ezé'” (A12)
ete S e f(ry—ry)?+lz,+z, +@2n +1LP}2 7
HEE oo (Fut) e’
Pty )= —
Coulomb *"e>"h 62[(re||—rh||)2+(ze —z, )2]1/2
€76 e?
€116 €f(ry—ry)+(z,+z, +L)*]'"?
4e.€ €,—€; © 2¢n
- 122 : 32 2 es 21/2 (A13)
(61+€2) 6]+63 n=0 62{(re\[_rh1|) +[Ze+zh_(2n +1)L] }
HER,  (r,,r) e’
Fooby)=—
Coulomb \es"h 63[(re||-rh||)2+(ze —2z, )2]1/2
€€ e?
€1+ € e[(r,—ry)+(z,+2,—L)*]'?
_ dei€; €, € i e’t” (A14)
(6,+€)? €116 Sy ef(ry—ry)?+1z, +2z,+(2n + 1L}’
2 0 e2§n
HEE jomt (For?p )= —
Coulomb ‘"e>"h €l+€2 = [(re||__rh){)2+(ze_zh—an)Z]l/z
2 €€ 2 elen
- > (A15)
€,+e, €,+¢ EO {(roy=ru)*+ 2, +2, —(2n + 1)L}
461 © e2§n
HER _ (r,r)=— , (A16)
Coulomb ' 7e>"n (61+62)(61+63) nzo [(re||_rh\|)2+(ze—zh_an)Z]I/Z
2 0 e2§n
HER oo (Forry)=—
Coulomb h €1+53 = [(re||_rhi|)2+(ze_zh_an)z]l/Z
€,—€ © 2en
__ 2 &7& e’§ (A17)

ete 6te ,20 {(roy—rp)*+ [z, +2,+(2n + DL}V

From the invariance of the Coulomb interaction under the exchange of sign of charges, we can show that
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— - c — fyCR :
Hggulomb(re?rh )_Hégulomb(rh’re ), Hg(l;ulomb(re’rh )_HéoRulomb(rh’re ), and Héoulomb(re’rh )_HCOulomb(rh’re ). USln.g
these relations, we can obtain the electron-hole Coulomb interaction for all configurations of electron and hole posi-
tions.

Finally, for the sake of completeness, the self-energy due to the image charges will be given. The z coordinate of an
electron or a hole will be denoted by z,. Then we have the self-energy H &;(r) of a charged particle in region I as

2 €,—E€ ®© n 2 €,—€ o n
C i ! 3 g e i 2 g A18)
Hr(r) 26] nzl n o 2e € +e 2, 1220—(2n +1)L|  2€; €t€, <, 220+ (2n +1)L| ° (
Similarly for charged particles in regions II and III, we obtain
e? €76 1 2eie? €= = En
H _c R (A19)
sar(r) = 2, €,+€, 1220+L]  (e,+¢,)? €,1¢€ ,20 |2zo—(2n +1)L]
2 €,—€ 2¢,? €,—€, = n
HE(r=—f— 2 — (A20)

2¢; €,F€; (22— L] (e,+¢€)? €16 ,Z‘O |2z5+(2n +1)L|

For the case €,=¢€;, which is discussed in the text, the electron-hole Coulomb interaction and the self-energy are writ-

ten as
2
st q9,€
HCC (re,r ):_ s (A21)
Coulomb h n;_:w 61{(re||_rh”)2+[ze_(_l)nzh_nL]le/Z
HE o (et = — | — | 'S %e” (A22)
Coulomb®Te>Th ete |5 61{(re”—r,;,”)z—l—[ze—(—1)"2,,—nL]2]1/2 ’
HES, rom=— |22 | $ ane’ (A23)
Coulomb\"e>"h 61+€2 = 61{(’}“_";,”)2‘*‘[%“(“l)nzh+"L]2}1/2 ’
2 2
2¢, hd 92n€
HER oy (res7y) = — ; (A24)
Coulomb‘"e>»"h €1+€2 <, e_l[(re“__rh”)Z_f_(Ze__Zh_2nL)Z]1/2
2 2
2¢, & 92n+1€
HER ulomb (Fes ¥y )= —
Coulombt7e>Th €,+e, ,Eo € {(ry—ry)?+Iz, +z,+2n + 1)L}
e2 q1e2
_ + , (A25)
e (roy =1y +(2,—2,)21"? (1, —ry)+(z, +2,—L)*]'"?
HCoulomb( h):Hggulomb(_re’_rh) ’ (A26)
2 2 2
q,€ q:€ q9,€
HE (r)= + ’ (A27)
self 2,220+ L|  2€12z0—L|  ,_ifi, . 2€lzo—(—1)"zy+nL|
2 2
q.€ 2¢, had 9on+1€
HR —_ A28
self(r) 262]220_L| 61+62 n=0 (e,+ez)1220+(2n +1)L| ( !
HI(r=HE:(—r), (A29)

where g, is defined by APPENDIX B: DISCUSSION

[n]
€176
= , A30
n €, +e, ( )
and is related to £ in (A3) as
lo,-,=a - (A31)

The relations (A26) and (A29) are derived from the mir-
ror symmetry with respect to the z=0 plane.

ON THE BOUNDARY CONDITIONS
FOR THE EFFECTIVE-MASS EQUATION

There are two methods of solving the one-particle state
in the finite well. One is the conventional eigenvalue
method which uses the stationary Schriodinger equation
matching the energy eigenvalues in the well and the bar-
rier regions. The other is the variational method which
calculates the energy expectation value for the whole re-
gion and minimizes the value. These two methods yield
different solutions in general, depending on the continuity
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condition for the wave function and its first derivative.
To see this situation more closely, the general derivation
of the boundary condition is given below.

Here, we consider the case in which the whole space is
divided into parts, and in each region the Hamiltonian is
given by

ﬁ2
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2
h=h 9 )= — gy
1

(B2)
for the region V;, where the prime (double prime) means
the first (second) derivative with respect to the spatial
coordinates. Then the energy functional to be minimized
is given by

H=——-V+u(r), (B1) S
zmi f h(l//,lll’,l//”,'l/}*,'(/}* ,1/1* )dr
E[¢,¢*]=—F " , (B3)
where m/* is the effective mass of the particle in region f VIP Ydr
V;. The corresponding Hamiltonian density 4 is given by ~ where the region ¥ consists of a number of subregions
a functional of the wave function ¢ and its derivatives, {V:}].
ie., We get the first variation as

SE *Ydr= h
fvar=
where h is defined by

dh
he=3¢ - (B5)

Using the Gauss theorem, we can rewrite (B4) as

8E [ yrwdr= [ [hy—(Vhy)+(Vhy)—Eq*15¢dr+ [ [hy89+Vih,5)=2Vhy

GOY TRy 8¢ +h 89" —E¢*S)dr+ fV(h¢*8¢*+h¢*‘8¢*'+h¢*~8¢*"—E¢8¢* dr , (B4

ovldo

+ fV[hw* —(Vh¢*')+(V2h¢* )—E¢*18¢y*dr+ fs[hwt'SIp*+V(h¢*"8¢*)_2(Vh¢*" 8P ldo .
(B6)
Substituting the Hamiltonian density (B2) into (B6), we have
SEf P*Ydr= 2 f E |ysy*dr+ 3 fV,« . E |y*sydr
#? #
+3 fs,. V=5, vty . 8¢ |do , (B7)

where S; denotes the surface of the region V,;. The eigenfunction of the Hamiltonian H is determined from the sta-
tionarity condition

SE =0. (B8)
Then, we obtain the Schrodinger equation
hZ
- Vi4v —E |$=0, (B9)
2mp*

with the following boundary condition:*!

# #
Vi— *8 Sy |do=0. (B10)
3 1, [ -smeee] 5o w
For the one-dimensional problem, this condition reduces to
-2 !//* (5¢) - Lo (5111
i i,i+l_0 2ml+1 i,i+1+o
2 * 2
+3 ﬁ_* ay* 8y _.ﬁ_:_ ayt Y =0, (B1l)
- x| dx X410 2mr* | dx X, 4110
where x; ; ; stands for the coordinate of the interface between the ith and (i +1)th regions, and the suffix +0 (—0) in-

dicates the right- (left-) hand side of the interface. If we suppose the independence of 8¢ at the interfaces, we can drop
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the summation over the suffix / in (B11) and obtain

2 2
2m* " dx %4170 2mi
+ _i ay*
2m} | dx

These conditions for the effective-mass wave function are
quite general and are applicable to the case in which the
effective-mass wave function is not continuous at the in-
terfaces.*? If we assume the continuity of the wave func-
tion as

Y| o=1|

the boundary condition (B12) is consistently satisfied by
imposing

‘o s (B13)

Xii+1 Xii+1

1 4y

ml.* dx

__1 dy

B14
m, dx (Bl

Xii+170 X i+110

This continuity condition has the same form as that de-
rived by Bastard,** and is employed in the text.

When we employ the continuity condition (B13) and a
boundary condition

a9 — 4y

dx o dx , (B15)

+0

Xhi+1T Xii+1

we find different solutions from the variational method
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« 4
¥ dx(&/’)]

.

I8

X i+1170

2 *
S LA P9 =0. (B12)
X i+170 2m*y dx X ;4110

[
and from the eigenvalue method of the Schrodinger equa-
tion. This discrepancy arises from the failure to satisfy
the minimal constraint (B14) associated with the con-
tinuity condition (B13). In fact, when we adopt (B13) and
(B14) consistently, we obtain exactly the same solutions
from both approaches.

For a more general form of the boundary condition*?
given by

a b
4 _ v , B16)
Y X j+110 c dj¥ %4170
the boundary condition (B12) yields a constraint, i.e.,
m;
1— (ad —bc)=0 . (B17)
m;iq

However, the condition (B12) cannot determine a, b, ¢, or
d any further without going into details of the material
structures. Thus the condition (B12) provides a minimal
constraint which any model of the boundary condition
for the effective-mass wave function must satisfy.

APPENDIX C: CALCULATION OF THE EXPECTATION VALUE OF THE HAMILTONIAN

Here, details of the calculation of various energy terms in Sec. II are presented. The expectation value of an operator

X for the excitonic state in (2.21) is defined by

CxN=[ [ [14v.z 0 (2,)8 (xp2, —2,)1-X [ AV, (2, W4 (2, )8 (1,2, —2,,)1d T dz,dz) te}}

where the integration is taken over the whole region. The Fourier transform of the function g? is introduced to reduce

the dimension of numerical integration:

gz(r”,ze,zh )=expf —2[a2r]2| +B%z,—z,)*]?} = f

m(k?+1)

iZakn-r”*}—iZBkz(ze—zh )dk ] (C2)

(1) Calculation of the normalization constant A. The normalization constant A4 is necessary to calculate the expecta-

tion value (C1) and is determined by the following equation:

lszffAz%(Ze YUz, 5 21 2eizak”'r"ﬁzﬁk’u‘?_z")dkdr”dzedzh . (C3)
T(k“+1)
Using the relations
2

fe'(2°‘k”'r“)dr”‘—‘(277')25(20!1(”): g 8(k;) (C4)

and
+ oo 1 2Bk, (z,—z,) . 1 —2Blz,~z,]
I k= Le " (Blze =z 51, (C3)

we can reduce (C3) to
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_ZBIZe —

=) [ 7 [T A2z, W (2, ) Blz, ~ 2, | + Dle gz, dz,, . (C6)

In the integrand, ¢ is a simple exponential function or a cosine function, and the integration can be carried out analyti-
cally.
(2) Calculation of the kinetic-energy term. The kinetic energy can be written as

= le) (h)
Ekin _Ekfn +Ekm

2 2
> 2: o [ I [ 1, vviendndodzdz, - 2;;%']—) [ 1], voivraraodz.az, , (o)
J e J

where the suffix j specifies the region V; in which the effective mass is constant. Using the identity for a scalar field ¢
and a vector field A,

V(pA)=¢(V-A)+ A-(V9), (C8)

the first term of (C7) can be rewritten as

Efg=—3 U)ff v, (¥V, \I/)dde,,+2 U)ff (V,¥)%dV,dz, , €9
J

where the volume element is defined by d¥V, =r, dr”dde . Applying the Gauss theorem to the first term, we have

Lﬁ,’,——z mff WV, ¥ds, dz,,+z mff (V,¥)4dV,dz, , (C10)

where o is the surface of the region V; and dS, denotes the surface element. Substitution of the expression of ¥ in
(2.21) into (C10) leads to

Ea=—35 G oy J, 9V bebig + ¥ big V. g)dS dz
]

7 f I, (Vs e~ Wivig Veg + V. (Vi Vep) 1V dz,

jmy 21T, Vb g dz,

)ff [¥3(Ved. 8>~ ¥ivig VigldV, dz, . (1)
Clearly the first integral in (C11) vanishes due to the boundary conditions (2.17) and (2.18). Thus, we have
e A 22
En=3 1 0 | [ [(Vev.’gdV,dz,— [ [Wiwievig aV.dz, | c12)
j e

The second term of this expression can be reduced in a similar way to that used in (1). Finally, the electron kinetic en-
ergy can be expressed as follows:

Eq=3 = omD fff‘/’h(v v, V'g*drydz.dz,
J

2 A — 2Bk + 1) 2z, —z, | Blze =2, | +1/(k ] +1)!7?
T fff¢2¢2 i Z, 72 I

o 2md K2+1
(aZ—BZ)kﬁ—ﬁz (a2+ﬁ2)k|2|+ﬁ2
TBIQ“Z”‘FW kdz.dz,dk . (C13)

The first term can be calculated analytically. The second term can be integrated over z, and z, analytically, and the
remaining integral over k| is achieved numerically. The hole kinetic energy, namely the second term of (C7) can be cal-
culated in exactly the same way.

(3) Calculation of the Coulomb interaction term. The Coulomb interaction energy can be expressed as

ECoulomb = f f f 4 21”3 1»bigzI:ICoulombdr||dze dzh . (C14)

To reduce this expression to a more tractable form, it is useful to introduce the Fourier transform of g2 in (C2) and



12 380 MASAMI KUMAGAI AND TOSHIHIDE TAKAGAHARA 40

H g uoms- Here, the Fourier transform of H,yomp, for the CC case (both electron and hole are in the well) will be de-
rived. The results for other cases can be obtained similarly.
The Coulomb interaction Hamiltonian H ¢, omp fOr the CC case is given by (2.8), and can be expressed as

Heguoms(CO=— 3, <2
Coulomb = 61[(7‘6“—";,“)2'}‘(23_2;,—2nL)2]l/2

8

92q2n+1
neo €{(re—ry ) +[z,+2,—(2n + 1)L}

e’qan 12
n=0 Elf(re”—rh”)z-l-[ze —Zy +2(n +1)L]2} 172

o 3242n+x
-3 . (C15)
Zo €{(roy—ry)?+[z,+2, +(2n + 1)L}

Using the relation

1 1 eik'r
—=— dk
roo2n k2
1 eikzz "
= L ——7 A P
2 f 24 2% [
2 ki+k;
=—2—1; kie Rl g (C16)
I

(C15) can be rewritten as

'k”'f;y(e*(% —z 0k _an(kL +n)+e‘z> +z, )"e~<2n + 1)KL +7)

Hggulomb 277'61 ngo f_e e
+e'% < )ke—Z(n FDKL +m) 4, "> F2c ’keﬂ(n +1)(kL *”))dk“ , (C17)
where k = ik“ l, I, =T, — Ty, 2, =max(z,,z,), z . =min(z,,z,), and 7 is defined by
[nl
€€ _
— — nylnl . C18
d, e ¥e, =(e™ M (C18)
Summing up the four geometric series, we have
2 cosh[(z . +L /2)k +n/2]cosh[(z, —L/2)k —n/2
e lk” I [ n ] [ > n ]dk” ] (C19)

H ESitomb ““ e, k sinh(kL +7)

The integration in (C14) over 1, z,, and z, can be achieved analytically in the same way as in (1) and (2). The remaining
integral over k is achieved numerically. Finally, for the sake of completeness, the Fourier transforms of the Coulomb
interaction for other cases are given as follows:

ik (L/2+2 )k +/2 cosh[(L /2+z, )k +n/2]

5
H =T ’
Coulomb ™ 7-(e +€,) f k sinh(kL +n) I (C20)
e? ik, (L/2—z,)k +5/2 COSh[(L /2—z, )k +n/2]
HR - 1l
Eoutom = e, tey) f k sinh(kL +7) ak; » (€21
e g Q722K+ N/2] (L /22, )k /2]
HLR NIt N ! Kk
Coulomb — ( €1+€2>2 f k sinh(kL +T]) d I (C22)
2 . —lz,~z,lk 2 [e —e ) —(z,+z, —L)k
HRR € ikyry € +-° 1 %2 ke~ g4
Coulomb 276, Je 9k 2me, | € +e, Je k k,
eZ —(z,+z,)k
_ (C23)

S S ll______dk
7T(€1+€22f k sinh(kL +n)
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