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We study the effects of the exciton—longitudinal optical (LO) phonon interaction and quantum
confinement on the exciton binding energies in ZnSi1—,Se;/ZnS single quantum wells (SQWs) for
an Se alloy content (z) range of 0.1-0.3. In narrow ZnS;_,Se;/ZnS SQWs, the heavy-hole (light-
hole) exciton binding energy calculated by taking into account the exciton-LO phonon interaction
for values of z in the range of 0.2-0.3 (0.3) exceeds the LO phonon energy of ZnSi_,Se;. The
difference between the maximum heavy-hole (light-hole) exciton binding energy for z = 0.3 and the
LO phonon energy is less than 1.5 meV (1.0 meV). This SQW shows a weak quantum confinement

due to a small conduction-band offset.

PACS number(s): 73.21.Fg, 78.20.Bh, 81.05.Dz

I. INTRODUCTION

ZnSy_;Se;/ZnS quantum wells (QWs) have been ex-
perimentally studied from the viewpoint of their ap-
plications to the fabrication of UV optoelectronic de-
vices [1,2]. The bulk exciton binding energy of ZnS (36
meV) is greater than the room-temperature (RT) ther-
mal energy (approximately 25 meV) [3]. If the excitons
are stable at RT, exciton transitions can be used to gen-
erate light in light-emitting devices. For this purpose, a
large exciton binding energy is required.

Exciton stability depends on their interactions with
longitudinal optical (LO) phonons. When excitons exist
at RT, they have greater energy than LO phonons. In
the case of ZnS, the bulk exciton binding energy is lower
than the LO-phonon energy (44 meV) [4]. Because the
exciton binding energy in QWs is usually enhanced by a
factor of 1.5-2.0 owing to quantum confinement, the ex-
citon binding energy in ZnS;_,Se,/ZnS QWs is greater
than the LO phonon energy. As a result, the exciton sta-
bility in the ZnS;_,Se,/ZnS QWs is greater than that
in bulk ZnS.

Zheng and Matsuura presented a theoretical method
for investigating the properties of exciton optical phonon
interaction in polar semiconductor QWs in detail [5].
They calculated the exciton binding energies in polar
semiconductor QWs by taking into account the inter-
action of the exciton with confined LO phonons, in-
terface phonons, and half-space phonons [6]. They ex-
tended their work to excitons in QWs composed of al-
loy material and studied the properties of the exciton—
LO phonon interactions in II-VI semiconductor QWs
(ZnCdSe/ZnSe QWs, ZnCdS/ZnS QWs, ZnCdTe/ZnTe
QWs, and ZnSSe/ZnS QWs) [7].

Recently, Senger and Bajaj presented a simple theo-
retical method for calculating the exciton binding en-
ergies by taking into account the exciton—-LO phonon
interaction in polar semiconductor QWs [8]. In their
study, the effect of the exciton-LLO phonon interaction

is described by an effective potential between an elec-
tron and a hole as derived by Pollmann and Biittner
using the exciton-LO phonon Hamiltonian [8]. Their
method has the advantage of being considerably sim-
pler than the more rigid approach of Zheng and Mat-
suura. They calculated the exciton binding energies
for various II-VI semiconductor QWs (ZnSe/MgS QWs,
ZnSe/MgZnSe QWs, ZnS/MgZnS QWs, CdZnSe/ZnSe
QWs, and ZnO/MgZnO QWs) by taking into account
the effect of the exciton-LO phonon interaction [4, §].
The results of their calculations showed that the effect
of the exciton—-LO phonon interaction on electron-hole
Coulomb interactions plays an important role in increas-
ing the exciton binding energy. Moreover, we calculat-
ed increased in exciton binding energies for CdZnS/ZnS
QWs by taking into account the effect of the exciton-LO
phonon interaction [9].

To investigate the increase in the exciton binding
energy caused by the exciton-LO phonon interaction
in ZnS;_,Se,/ZnS QWs, we theoretically calculate the
heavy- and light-hole exciton binding energies using Sen-
ger and Bajaj’s approach. Moreover, to observe the effect
of quantum confinement on exciton binding energies in
QWs under small conduction-band offset conditions, we
compare the exciton binding energies in ZnS;_,Se, /ZnS
QWs with and those in Cd,Zn;_,S/ZnS QWs.

II. CALCULATION METHODS

Senger and Bajaj have reported a detailed method for
calculating the exciton binding energies in QWs, wherein
the effect of electron-LO phonon interaction was taken
into account [8]. The exciton Hamiltonian [8] is given as

B L S S s
2uipapp6p 2m,, 022

2m4 6—2}21
+ Ve(ze) + Va(zn) + Ve + Eserr + Vi, (1)
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where py is the reduced mass of the exciton. The value
of py [7] is given as

1 1 1
— =+ —
pt  mg Mo

(71£72), (2)

where myg is the free-electron mass and m:, the elec-
tron effective mass. The quantity m4 is the hole effective
mass [10] and is given as

1

1
— = 27).
o= o (nF2y) 3)

To simplify our calculations, the effective masses of the
electron, heavy-hole, and light-hole are assumed to be
position independent; further, their effective masses are
assumed to be equal to those of the electrons, heavy-
holes, and light-holes in ZnS;_,Se,. Vi(z.) and Vi (zn)
are given as [10]

0 (|Ze| < LW/Q)
‘/e(ze) = (4)
Ve (|ze| > Lw/2)

and

0 (lzn] < Lw/2)
Vh(zh) = . (5)
Viun or Vip (|Zh| > Lw/2)

Here, Ve, Viin, and Wy, are the conduction, heavy-hole and
light-hole band offsets, respectively, and L., is the well
width. We define the origin of the coordinate system as
the center of the well layer [7].

Band offsets are calculated using the “model-solid ap-
proach”. [11] The heavy-hole band offset V4, (light-hole
band offset Vy,) is calculated as the difference between
the energies at the top of the heavy-hole (light-hole)
bands in ZnS;_,Se, and ZnS, and the conduction band
offset V is calculated as the difference between the ener-
gies at the bottom of the conduction bands in ZnS;_,Se,,
and ZnS.

The energy at the bottom of the conduction band in
unstrained ZnS;_,Se, is calculated by linear interpola-
tion without using a bowing parameter. On the other
hand, the energy at the top of the valence band in un-
strained ZnS;_,Se, is calculated by linear interpolation
using a bowing parameter. In ZnS;_,Se,, the anions (S
and Se) have a strong influence on the valence band,
whereas Zn cations determine the energy at the bottom
of the conduction band. Therefore, the effect of bandgap
bowing is taken into account when calculating the energy
at the top of the valence band.

The energy at the top of the heavy-hole (light-hole)
band in strained ZnS;_,Se, is defined as the sum of
the energy at the top of the valence band in unstrained
ZnS;_,Se, and the energy shift of the heavy-hole (light-
hole) band in strained ZnS;_,Se,. On the other hand,
the energy at the bottom of the conduction band in
strained ZnS;_,Se; is defined as the sum of the ener-
gy at the bottom of the conduction band in unstrained
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7nS;_,Se,; and the energy shift of the conduction band
in strained ZnSi_;Se;.

The following relations are used to calculate the en-
ergy shifts of the strained conduction (dE.), heavy-hole
(dEwn), and light-hole (dFE),) bands: [12]

ap — Qw

=— 6
em Bty ()
Cyp = — £, 7
o (7)
ES = 7b(€zz - 5)3 (8)
Eu =ay(2e + 4,), 9)
dE; = ac(2e + ¢,.), (10)
dEw, = By + Es, (11)
ASO ASO
By = By — =2 (1+ ) + =2 (1 - 20 + 9212 (12)

where a,, and a, are the lattice constants of the
ZnS;_,Se, wells and ZnS barriers, respectively. € is the
in-plane strain (x—y plane); €,,, the perpendicular strain
(z direction); and Cjj, is the elastic stiffness constant.
x = Eg/Aqo, where Ay, is the spin-orbit splitting ener-
gy. a, and a. are the hydrostatic deformation potentials
in the valence and conduction bands, respectively, and b
is the shear deformation potential.

The effect of exciton—-LO phonon interaction is de-
scribed by the effective potential Vpp between an elec-
tron and a hole (PB potential) with a self-energy term
FEeir, which was derived from the exciton—-LO phonon
Hamiltonian by Pollmann and Biittner [13]. The PB po-
tential and the self-energy term are respectively given
as [8]

e? e [C* mihe _—rac
Vpp = —— — =7 i e
er  €r | B Am
myhy _ru C3r _rB
*"E?e%_(%+ﬂﬁg e ). (1)
Esett = —(@ege + angn — apgyu)hwro, (14)

where 7 = \/p? + (2 — 21)2, € = (1/€0o — 1/€5) 7L, and
€s and €, are the static and optical dielectric constants,
respectively, for the well. Am = m; — m} is the mass
difference. M = mj + m} is the total mass of the exci-
ton. aey is the exciton size and hwy,o, is the LO phonon
energy. The material parameters in the expression for
calculating the PB potential are those of the ZnS;_,Se,
well [8]. The hole mass is taken as m; = 1/7;. For a
more realistic understanding of the exciton binding en-
ergy calculated by taking into account the effect of the
PB potential, an insight into the effect of independent
hole masses on the PB potential is necessary. However,
it is difficult to gain this insight. To simplify our calcula-
tions, we use the weighted average of the hole masses to
determine the PB potential. Reference 8 provides details
of a method for calculating aey; dimensionless charge-
phonon coupling constants (a., on, and «,); character-
istic polaron radii for the electron, hole, and excitons
with reduced masses (Re, Ry, and R,,, respectively); and
miscellaneous coefficients (A, An, B, C, he, hn, hy, Go,
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gh, and g,,). The details of the method for calculating the
exciton binding energies by taking into account the effect
of the exciton—LO phonon interaction are also provided
in ref. [8].

To account for the effect of dielectric confinement on
the electron-hole Coulomb interaction, Senger and Ba-
jaj used the effective potential term, Vkr, as defined
by Kumagai and Takagahara (KT) in the image-charge
method [14]. In this study, we ignore Vit because the
difference between the static dielectric constants of ZnS
(8.9) and ZnSe (8.8) is small [4].

To calculate the ground-state energies of the heavy-
and light-hole excitons, we minimize the expectation val-
ues of the Hamiltonian calculated using a trial function
with two variational parameters [8]. The trial function [8]
is expressed as

P(2e; 2h, p) = Pe(2e)Pn(2n) (15)
X exp {—a [0* + B (ze — zh)Q]l/Q} ;
with

Beexp(—Aeze) (|2e] < Lyw/2)

¢e(ze) = , (16)
cos(keze) (|2e] > Lw/2)

Bh exp(f/\hzh) (|Zh| S Lw/2)

¢n(zn) = .7
cos(knzn) (|zn| > Lw/2)

where ¢(ze) and ¢p(zn) are the wave functions of the
electron and the hole, respectively. ¢e(z.) and ¢y, (21) are
considered as the lowest subband-energy solutions for fi-
nite square-well potentials [7]. The electron and hole sub-
band energies are determined by numerically solving the
equation for finite square potential wells. Be, By, Ae, An,
ke, and ky, are obtained using the interface conditions
between the well and the barrier layers. « and g are the
variational parameters.

The heavy-hole exciton transition energy is deter-
mined by subtracting the heavy-hole exciton binding en-
ergy from the effective heavy-hole bandgap energy; the
effective heavy-hole bandgap energy is determined by
the summing of the minimum conduction subband ener-
gy, minimum heavy-hole subband energy, and heavy-hole
bandgap energy of the well layer. The light-hole exciton
transition energy is calculated in a similar manner.

Here, we assume that the barrier width in ZnS is con-
siderably larger than the critical thickness of the barrier
layer; therefore, the lattice constant of the ZnS barri-
er approaches the bulk value. We also assume that the
lattice constant of ZnS;_,Se, is equal to that of ZnS
when the ZnS;_,Se, well is sandwiched between two
ZnS barriers. Under these conditions, we calculate the
critical thickness of the ZnS;_,Se, well in ZnS by using
Matthews and Blakeslee’s (MB’s) mechanical equilibri-
um model [15]. The critical thickness h. is given as

b(1 — v cos? @) he
c= e PR A) hTe ), 1
2rf(1+v)cos A <n b i > (18)

where v is the Poisson ratio; f, the lattice mismatch
between ZnS;_.Se, and ZnS; and b, the Burgers vec-
tor. Here, we assume that b = /2a, cosa = 0, and
cos A = 1 where an edge dislocation is assumed for the
critical thickness calculation; a is the lattice constant of
the ZnS;_,Se, well.

III. RESULTS AND DISCUSSION

A. Exciton binding energies for ZnS;_,Se,/ZnS
SQWs

The physical parameters used for our calculations are
listed in Table I. The parameters corresponding to the
alloy material were derived by linear interpolation.

ZnSe ZnS
Lattice constant, a (nm) 0.56681 [16] 0.54093 [17]
Bandgap energy at 4.2 K, E; (eV) 2.82 [18] 3.84 [17]
Energy at the top of the valence band, E,o (€V) -10.58 [16]  —11.40 [16]
Hydrostatic deformation potential in conduction band, a. (eV) | —4.17 [16] -2.78 [17]
Hydrostatic deformation potential in valence band, a,, (€V) 1.65 [16] 1.2 [17]
Shear deformation potential, b (eV) -1.2 [16] -0.7 [17]
Elastic stiffness constant, C1; (GPa) 81.0 [16] 106.7 [17]
Elastic stiffness constant, C12 (GPa) 48.8 [16] 66.6 [17]
Spin-orbit splitting energy, A, (eV) 0.45 [16] 0.072 [17]
Effective mass of the electron, m. (mg) 0.14 [19] 0.28 [19]
Luttinger parameter, v; 2.45 [8] 2.54 [19]
Luttinger parameter, v, 0.61 [§] 0.75 [19]
Static dielectric constant, €5 (€) 8.8 [4] 8.9 [4]
Optical dielectric constant, € (€o) 5.4 [18] 5.1 [18]
LO phonon energy, hwro (meV) 31 [20] 44 [4]
Bowing parameter for ZnS;_;Se, (eV) 0.43 [16]

Table I. Physical parameters used in calculations.
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The critical thickness h. of the ZnS;_,Se, well for z = 0.1, 0.2, and 0.3 on ZnS are 540.2, 104.5, and 38.8
nm. respectively. h. of the ZnS;_,Se, well decreases with x because the difference between the lattice constants of
7mSq_,Se, and ZnS increases with z. For calculating the heavy- and light-hole exciton binding energies, the thickness
of the ZnS;_,Se, wells for values of z in the range of 0.1-0.3 is taken as 40 nm.

The values of V; in the ZnS;_,Se, /ZnS SQWs for = 0.1, 0.2, and 0.3 are 9.5, 18.0, and 25.5 meV, respectively;
the corresponding values of Vj, are 124.2, 240.4, and 348.7 meV, respectively; and the corresponding values of Vi
are 111.3, 213.6, and 306.9 meV, respectively. The values of V., Vi, and Wy, are listed in Table II.

QWs x Ve Vah | Vin | Ve/Vin | Ve/Vin

ZnSq_,Se;/ZnS | 0.1 | 9.5 124.2 | 111.3 | 29/71 | 21/79
0.2 | 18.0 | 240.4 | 213.6 | 30/70 | 23/77
0.3 | 25.5 | 348.7 | 306.9 | 32/68 | 23/77

Cd,Zny_,S/ZnS | 0.1 | 122.8 | 20.6 1.5 86/14 99/1
0.212394 | 404 11.0 86/14 96/4
0.3]349.7| 594 | 24.8 | 86/14 | 93/7

Table II. Values of Ve, Vi, and Vi and values of V. /Vin and V. /Vin in ZnS:_.Se;/ZnS and Cd,Zni—.S/ZnS SQWs.

Ve, Vin, and V}, increase with x because the difference
between the bandgaps of ZnS;_,Se, and ZnS increases
with x. Vi, is greater than Vi, because of the induced
compressive strain. In this system, the lattice constant
of the ZnS;_,Se, wells is greater than that of the ZnS
barriers. As a result, compressive strain is induced in the
ZnS1_,Se, wells.

We calculate the heavy- and light-hole exciton bind-
ing energies both by ignoring [ignoring the second term
of Vpp, Esat, and Vkr in eq. (1)] and by considering [us-
ing Vpp and Eqr in eq. (1)] the effect of the exciton-LO
phonon interaction. Figure 1(a) and (b) show the heavy-
and light-hole exciton binding energies calculated both
by considering and by ignoring the effect of the exciton—
LO phonon interaction in ZnS;_,Se, /ZnS SQWs, respec-
tively, for x = 0.1, 0.2, and 0.3.

45 T— T T T T T T T 45 T— T T T T T T T
(a) heavy-hole (b) light-hole

40 1 1401 1

% 35t 01l 135 - -
£ oo /A x=0.1
BN VAN k=03 | |17 T\ ¥=02

N : X

230/ N« 1305/ = x=03|
S R | T==

25t 125+ 1
b gl

0 0 10 20 30 40 0 0 10 20 30 40

Well Width (nm) Well Width (nm)

Fig. 1. (a) Heavy-hole and (b) light-hole exciton binding
energies calculated by ignoring (broken lines) and by consid-
ering (solid lines) the effect of exciton-LO phonon interaction
in ZnS1_;Se; /ZnS SQWs as a function of L, for x = 0.1, 0.2,
and 0.3.

A comparison of the results of our calculations with
the experimental results is indispensable for checking the
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reliability of our calculations, but the experimental re-
sults for the heavy- and light-hole exciton binding en-
ergies are not available at present. However, the exci-
ton binding energy calculated using the PB potential
of ZnS/ZnMgS QWs shows relatively good agreement
with the exciton binding energy measured for narrow
ZnS/ZnMgS QWs [4].

The heavy- and light-hole exciton binding energies in-
crease with a decrease in L., as expected from the de-
creasing dimension of the exciton wavefunction from a
three-dimensional (3D) function to a two-dimensional
(2D) function owing to quantum confinement. The shape
of the curve illustrating the dependence of the heavy- and
light-hole exciton binding energies on Ly, is consistent
with that reported by Greene et al. [7] The changes in
the binding energies of the heavy- and light-hole excitons
with L., are essentially similar.

The heavy-hole (light-hole) exciton binding energies
calculated by ignoring the effect of the exciton-LO
phonon interaction at Ly, = 40 nm for = = 0.1, 0.2,
and 0.3 are 28.4, 27.8, and 27.1 meV (28.8, 28.3, and
27.5 meV), respectively. The corresponding bulk heavy-
hole (light-hole) exciton binding energies are 24.6, 24.1,
and 23.6 meV (31.2, 30.2, and 29.3 meV), respectively,
where the heavy-hole (light-hole) exciton Bohr radii are
3.29, 3.36, and 3.44 nm (2.60, 2.68, and 2.77 nm), re-
spectively. Even if Ly, is larger than 11 times the exciton
Bohr radii, heavy-hole exciton binding energies increase.
In contrast, the light-hole exciton binding energies are
lower than the bulk exciton binding energies even when
Ly, is larger than 14 times the exciton Bohr radii. The ef-
fect of quantum confinement on the heavy-hole exciton is
greater than that on the light-hole exciton because the
exciton Bohr radius of the heavy-hole exciton is larger
than that of the light-hole exciton.

The maximum heavy-hole (light-hole) exciton binding
energies calculated by ignoring the effect of the exciton—
LO phonon interaction for x = 0.1, 0.2, and 0.3 are 31.1,
32.1, and 32.4 meV (32.4, 34.0, and 34.8 meV), respec-
tively; the corresponding LO phonon energies are 42.7,
41.4, and 40.1 meV, respectively. The maximum heavy-
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hole (light-hole) exciton binding energy calculated by ig-
noring the effect of the exciton—-LO phonon interaction
in QWs is enhanced by a factor of 1.26-1.37 (1.04-1.19);
however, the maximum heavy-hole (light-hole) exciton
binding energies calculated by ignoring the effect of the
exciton—LO phonon interaction are lower than the LO-
phonon energies. Despite the fact that the effect of quan-
tum confinement on the heavy-hole exciton is greater
than that on the light-hole exciton, the maximum light-
hole exciton binding energies are greater than the max-
imum heavy-hole exciton binding energies. This can be
attributed to the fact that the bulk light-hole exciton
binding energies are greater than the bulk heavy-hole
exciton binding energies.

It is clear from Figure 1(a) [(b)] that the values of
heavy-hole (light-hole) exciton binding energy calculated
by considering the effect of the exciton-LO phonon in-
teraction are considerably greater than those calculated
by ignoring the effect of the exciton—LO phonon interac-
tion. The maximum heavy-hole (light-hole) exciton bind-
ing energies calculated by considering the effect of the
exciton—LO phonon interaction for z = 0.1, 0.2, and 0.3
are 41.8, 41.9, and 41.4 meV (39.8, 40.9, and 41.0 meV),
respectively. The maximum heavy-hole (light-hole) exci-
ton binding energy calculated by considering the effect of
the exciton—LO phonon interaction in QWs is enhanced

by a factor of 1.70-1.75 (1.27-1.40). The factors of the
increase in heavy- and light-hole exciton binding energies
calculated by both ignoring and considering the effect of
the exciton—LO phonon interaction in ZnS;_,Se,/ZnS
SQWs for x = 0.1, 0.2, and 0.3 are listed in Table III.
The factors of the increase in heavy- and light-hole exci-
ton binding energies calculated by considering the effect
of the exciton-LO phonon interaction are greater than
those calculated by ignoring the effect of the exciton-LO
phonon interaction. The maximum heavy-hole exciton
binding energy calculated by considering the effect of the
exciton-LO phonon interaction for x = 0.3 is lower than
that for £ = 0.2 because the bulk exciton binding ener-
gy of ZnS;_,Se, for x = 0.3 is lower than that for z =
0.2. The maximum heavy-hole exciton binding energies
calculated by considering the effect of the exciton-LO
phonon interaction for x = 0.2 and 0.3 are greater than
the LO-phonon energies; the maximum light-hole exci-
ton binding energy calculated by considering the effect of
the exciton-LO phonon interaction for x = 0.3 is greater
than the LO-phonon energy. The shape of the curve il-
lustrating the dependence of the heavy- and light-hole
exciton binding energies on L, remains the same, irre-
spective of whether the effect of the exciton-LO phonon
interaction is considered or ignored.

QWs hole |without LO phonon interaction with LO phonon interaction
r=0.1 xz=0.2 z=0.3 z=0.1 rz = 0.2 z=0.3

ZnSq_,Se, /ZnS heavy 1.26 1.33 1.37 1.70 1.74 1.75

light 1.04 1.12 1.19 1.27 1.35 1.40

Cd,Zny—,S/ZnS heavy 1.59 1.82 1.97 1.95 2.18 2.34

light 1.01 1.16 1.31 1.18 1.33 1.47

Table III. Factors of increase in heavy- and light-hole exciton binding energies for ZnSi—_;Se,/ZnS SQWs and

CdyZni—.S/ZnS SQWs.

The increases in the maximum heavy- and light-hole exciton binding energies in ZnS;_,Se, /ZnS SQWs for « = 0.1,
0.2, and 0.3 are summarized in Table IV. The maximum heavy-hole (light-hole) exciton binding energy calculated
by considering the effect of the exciton—LO phonon interaction decreases with z.

QWs hole

ZnSy_,Se;/ZnS | heavy
light

Cd,Zn;_,S/7ZnS | heavy
light

z=01|z2=02]|x=03
10.7 9.8 9.0
7.4 6.9 6.2
8.8 8.9 8.8
5.3 5.0 4.7

Table IV. Increases in maximum heavy- and light-hole exciton binding energies (meV) for ZnSi—zSe;/ZnS SQWs and

CdyZni—»S/ZnS SQWs.

To observe the shape of the curve illustrating the de-
pendence of the heavy- and light-hole exciton binding
energies on Ly for narrow wells (L, < 10 nm), the
heavy-hole exciton binding energies calculated by con-
sidering the effect of the exciton—-LO phonon interaction
for x = 0.2 and 0.3 are plotted as shown in Fig. 2 (a);

the light-hole exciton binding energy calculated by con-
sidering the effect of the exciton—LO phonon interaction
for z = 0.3 is plotted as shown in Fig. 2 (b). The heavy-
hole exciton binding energies calculated by considering
the effect of the exciton—LO phonon interaction for z =
0.2 and 0.3 are greater than the LO phonon energy of
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ZnS_;Se, wells when the values of Ly, are in the ranges
of 3.9-9.0 and 2.7-9.9 nm, respectively. The light-hole ex-
citon binding energy calculated by considering the effect
of the exciton-LO phonon interaction in ZnS;_,Se, /ZnS
SQWs for z = 0.3 is greater than the LO phonon energy
of ZnS;_,Se, well when the value of L, is in the range of
3.2-8.1 nm. When we consider the effect of the exciton—
LO phonon interaction for these ranges of L, values, the
heavy- and light-hole exciton binding energies are com-
parable to the LO phonon energies of ZnS;_,Se, wells.
However, the difference between the maximum heavy-
hole (light-hole) exciton binding energy for z = 0.3 and
the LO phonon energy is less than 1.5 meV (1.0 meV).

[ (@)'heavy-hole” | (® light-hole

42

142

EN
—
T

Energy (meV)
AN
S

O8]
e
T

38T

37 1 1 1 1 1 37 1 1 1 1 1
0 2 4 6 8 10 0 2 4 6 8 10
Well Width (nm) Well Width (nm)

Fig. 2. (a) Heavy-hole (z = 0.2 and 0.3) and (b) light-hole
(z = 0.3) exciton binding energies calculated by considering
(solid lines) the effect of exciton-LO phonon interaction in
ZnS1_zSe;/ZnS SQWs as a function of L,,. The broken lines
indicate the LO-phonon energies.

3800

0 2 4 6 810
Well Width (nm)

Fig. 3. Heavy-hole (solid lines) and light-hole (broken
lines) transition energies calculated by considering the effect
of exciton—LO phonon interaction energy in ZnSi—_5Se;/ZnS
SQWs as a function of Ly for x = 0.1, 0.2, and 0.3.

Dissociation of excitons should be prevented in sys-
tems where the difference between the exciton binding

4702-6

energies of the 1s and 2s states is larger than the LO
phonon energy [12]. For a more realistic understanding of
exciton stability, determining the excited exciton states is
necessary. However, doing so is not an easy task. To sim-
plify our calculation, we discuss only the binding energy
of the ground exciton state. Further research is neces-
sary to obtain more accurate exciton states by theoreti-
cal calculation. Therefore, our result dose not completely
describe the whole story of the exciton stability.

B. Exciton transition energies for ZnS;_,Se,/ZnS
SQWs

We calculated the heavy- and light-hole exciton tran-
sition energies by considering the effect of the exciton—
LO phonon energy in ZnS;_,Se,/ZnS SQWs as func-
tions of Ly, for x = 0.1, 0.2, and 0.3. Figures 3 shows
the dependence of the heavy-hole (solid lines) and light-
hole (broken lines) exciton transition energies on Ly,.
The transition energies of the heavy- and light-hole ex-
citons decrease with an increase in L, because the elec-
tron, heavy-hole, and light-hole subband energies de-
crease with an increase in Ly,. The heavy-hole exci-
ton transition energy is lower than the light-hole exci-
ton transition energy because of the induced compres-
sive strain. The changes in the transition energies of the
heavy- and light-hole excitons with L., are essentially
similar.

Experiment [2] | Heavy-hole | Light-hole
x = 0.32 3518 3417 3474
xz = 0.38 3471 3355 3421

Table V. Experimental and theoretically calculated ener-
gies of the exciton transition (meV) (heavy- and light-hole).
The experimental values were measured using photolumines-
cence at 4.2 K [2].

For comparison, we calculated the heavy- and light-
hole exciton transition energies in ZnS;_,Se, /ZnS SQWs
for x = 0.32 and 0.38 at Ly, = 8 nm. The results are listed
in Table V.

The transition energies measured by photolumines-
cence in ZnS;_,Se;/ZnS SQWs for z = 0.32 and 0.38
at Ly = 8 nm are 3518 and 3471 meV, respectively [2];
the corresponding heavy-hole (light-hole) exciton transi-
tion energies calculated by considering the effect of the
exciton—LO phonon energy are 3417 and 3355 meV (3474
and 3421 meV), respectively. The transition energies of
the heavy- and light-hole excitons decrease with an in-
crease in x because the bandgap energy of ZnS;_,Se, de-
creases with an increase in . The heavy-hole (light-hole)
exciton transition energies measured experimentally are
considerably greater than those calculated theoretically
by us. The discrepancy between the theoretical and the
experimental data could be a result of a change in the
alloy content. Further research is necessary for a fair com-
parison of the theoretical results with the experimental
results.



EFFECTS OF EXCITON-LONGITUDINAL OPTICAL PHONON INTERACTION AND QUANTUM
CONFINEMENT. ..

C. Effect of quantum confinement on exciton
binding energies

To observe the effect of quantum confinement on exci-
ton binding energies, we calculate the heavy- and light-
hole exciton binding energies both by considering and
by ignoring the effect of the exciton-LO phonon inter-
action in Cd,Zn;_,S/ZnS SQWs; the image-charge ef-
fect is ignored for comparison with the exciton bind-
ing energies in ZnS;_,Se,/ZnS SQWs. The value of
Ve in Cd,Zni_,S/ZnS SQWSs is greater than that
in ZnS;_,Se;/ZnS SQWs [9]. Therefore, electrons are
strongly confined in well layers. We compare the calcu-
lated exciton binding energies in ZnS;_,Se, /ZnS SQWs
with those in Cd,Zn;_,S/ZnS SQWs. The physical pa-
rameters used in the calculation of exciton binding ener-
gies in Cd,Zn;_,S/ZnS SQWs are listed in ref. [9].

The values of V; in the Cd,Zn;—,S/ZnS SQWs for
= 0.1, 0.2, and 0.3 are 122.8, 239.4, and 349.7 meV, re-
spectively; [9] the corresponding values of V4, are 20.6,
40.4, and 59.4 meV, respectively; [9] the corresponding
values of V},, are 1.5, 11.0, and 24.8 meV, respectively [9].
The values of V;, Vin, and Wiy, in Cd, Zn;_,S/ZnS SQWs
for x = 0.1, 0.2, and 0.3 are listed in Table II.

The bulk heavy-hole (light-hole) exciton binding en-
ergies in Cd,;Zn;_,S/ZnS SQWs for x = 0.1, 0.2, and
0.3 are 24.7, 24.3, and 23.8 meV (31.0, 30.0, and 29.0
meV), respectively, where the corresponding heavy-hole
(light-hole) exciton Bohr radii are 3.28, 3.32, and 3.37
nm (2.61, 2.69, and 2.78 nm), respectively. The maxi-
mum heavy-hole (light-hole) exciton binding energies cal-
culated by ignoring the effect of the exciton—LO phonon
interaction in Cd,Zn;_,S/ZnS SQWs for = = 0.1, 0.2,
and 0.3 are 39.3, 44.1, and 47.0 meV (31.3, 34.9, and
37.9 meV), respectively; the corresponding LO phonon
energies are 43.3, 42.6, and 41.9 meV, respectively. The
maximum heavy-hole (light-hole) exciton binding ener-
gies calculated by ignoring the effect of the exciton-LO
phonon interaction in Cd,Zn;_,S/ZnS SQWs are en-
hanced by a factor of 1.59-1.97 (1.01-1.31). The fac-
tors of increase in heavy- and light-hole exciton bind-
ing energies for Cd,Zn;_,S/ZnS SQWs are greater than
those for ZnS;_,Se,/ZnS SQWSs. This is because the
Cd,Zny1_,S/ZnS SQWs corresponds to strongly con-
fined QWs, which is ascribed to the large V.. Total
band offset for heavy-hole (light-hole) exciton Vi + Vi
(Vo + Vin) in CdyZny—,S/ZnS SQWs for = 0.1, 0.2,
and 0.3 are 143.4, 279.8, and 409.1 meV (124.3, 250.4,
and 374.5 meV), respectively; the corresponding values in
ZnSq_,Se, /ZnS SQWs are 133.7, 258.4, and 374.2 meV
(120.8, 231.6, and 332.4 meV), respectively. The values of
Ve+Vin (Ve+ Vi) in Cd,Zny—,S/ZnS SQWs for « = 0.1,
0.2, and 0.3 are greater than those in ZnS;_,Se, /ZnS
SQWs for x = 0.1, 0.2, and 0.3. The difference between
the values of Vo + Vin (Vo + Vin) of Cd,Zny—_,S/ZnS
SQWs and ZnS;_,Se,/ZnS SQWs is less than 36 meV
(43 meV). The values of the ratio Vo/Vihn (Vo/Vin) in
Cd,Zny—,S/ZnS SQWs for « = 0.1, 0.2, and 0.3 are
86/14, 86/14, and 85/15 (99/1, 96/4, and 93/7), re-
spectively; the corresponding values in ZnS;_,Se, /ZnS

SQWs are 29/71, 30/70, and 32/68 (21/79, 23/77, and
23/77), respectively. The values of V. /Wiy, and Ve /Wy, are
listed in Table II. It is clear that the large V. effective-
ly confines the excitons within the QWs. The maximum
heavy-hole (light-hole) exciton binding energies calculat-
ed by considering the effect of the exciton—LO phonon
interaction in Cd,Zn;_,S/ZnS SQWs for z = 0.1, 0.2,
and 0.3 are 48.1, 53.0, and 55.8 meV (36.6, 39.9, and
42.6 meV), respectively. The maximum heavy-hole (light-
hole) exciton binding energies calculated by consider-
ing the effect of the exciton—LLO phonon interaction in
Cd,Zn;_,S/ZnS SQWs are enhanced by a factor of 1.95—
2.34 (1.18-1.47). The increases in the heavy- and light-
hole exciton binding energies are lower than those report-
ed in ref. [9] because we ignored the image-charge effect.
Table III lists the factors of increase in heavy- and light-
hole exciton binding energies calculated both by ignoring
and by considering the effect of the exciton—LO phonon
interaction in Cd,Zn;_,S/ZnS SQWs for z = 0.1, 0.2,
and 0.3. The factors of increase in the heavy- and light-
hole exciton binding energies in Cd,Zn;_,S/ZnS SQWs
are greater than those in ZnS;_,Se, /ZnS SQWs. The in-
creases in the maximum heavy-hole (light-hole) exciton
binding energies in Cd,Zn;_.S/ZnS SQWs are 8.8, 8.9,
and 8.8 meV (5.3, 5.0, and 4.7 meV), respectively, and
these are lower than those in ZnS;_,Se, /ZnS SQWs. Ta-
ble IV lists the increases in the maximum heavy-hole and
light-hole exciton binding energies in Cd,Zn;_,S/ZnS
SQWs for x = 0.1, 0.2, and 0.3. The difference between
the increase in the maximum exciton binding energies in
Cd,Zn;_,S/ZnS SQWs and in ZnS;_,Se, /ZnS SQWs is
less than 2.0 meV. From the abovementioned findings,
the increase in the exciton binding energies is mainly at-
tributable to the quantum confinement due to V.

IV. SUMMARY

We study the effect of exciton—LO phonon interac-
tion on the exciton binding energies in ZnS;_,Se, /ZnS
SQWs for values of x in the range of 0.1-0.3. The heavy-
and light-hole exciton binding energies increase with the
exciton—LO phonon interaction. The increase in the max-
imum heavy-hole (light-hole) exciton binding energy for
2 =0.1is10.7 meV (7.4 meV). In narrow ZnS; _,Se, /ZnS
SQWs, the heavy-hole exciton binding energy calculat-
ed by taking into account the exciton—LO phonon in-
teraction for values of x in the range of 0.2-0.3 exceed
the LO phonon energy of ZnS;_,Se,. For narrow wells,
the light-hole exciton binding energies calculated by tak-
ing into account the effect of LO phonon interaction in
ZnSq_,Se, /ZnS SQWs exceed the LO phonon energy of
7nS;_,Se; when x = 0.3. However, the difference be-
tween the maximum heavy-hole (light-hole) exciton bind-
ing energy for = 0.3 and the LO phonon energy is
less than 1.5 meV (1.0 meV). This QW corresponds to
a weakly confining QW, which is ascribed to the small
Ve. To increase the exciton binding energy, a larger V, is
required.
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BILJIMB B3AE€MO/Ii EKCUTOHIB I IIO3J0BXKHIX OIITUYHNX ®OHOHIB
TA KBAHTOBOI'O OBME2KEHHS HA EHEPIII 3B°’I3KY EKCUTOHA
B OIMHNYHUX KBAHTOBUX SIMAX V¥V ZnS:_,Se;/ZnS

Yikapa Onozmepa
Texniuna cmapwa cepedns wroaa m. Tosada, npepexmypa Aomopi, SAnowis

Mu gocaimiam BIUIMB B3a€MOJIl MiK eKCUTOHAMU i mo3aoBxkHIMu ontrnaanvu dononamu (I10) i kBanToBOrO
OOMeKEeHHsI Ha eHepril 3B’a3Ky eKCUTOHA B oqHMHUIHuX KBaHTOBUX siMax (OKH) y ZnSi_,Se;/ZnS ays BmicTy
nomimku Se B pianazoni = 0.1-0.3. ¥V Bysekux OKS$I ZnS;_,Se,/ZnS enepris 38’s13ky Baxkkol (J1erkoi) Jipkw,
obunciena 3 ypaxyBaHHAM B3aeMogil ekcuToHis i [1O dhoHoHiB miist 3HaUeHs y gianasoni 0.2-0.3 (0.3), nepeswuiye
enepriro 10 dononis y ZnSi_;Se,. Pisnuma Mik MaAKCHMAaJIbHOIO €HEPIi€l0 3B’A3KY €KCUTOHA BAXKKOI (JIETKOI)
nipku g ¢ = 0.3 ta eneprieio 10 donona menma 3a 1.5 meB (1.0 meB). Orxke, B Takux OK$ xapakrepne
citabke KBAaHTOBE OOMEXKEHHSI 3 OIVIsiJly Ha MAaJIMi PO3PUB 30HU MTPOBIIHOCTI.
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