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Variational wave functions are proposed for the two lowest states of excitons in thin slabs. They
are shown to be reliable for CdS slabs of thickness L larger than 2.5 exciton radii az. The energy
difference between them is close to that found by quantizing the center-of-mass motion in a slab of
effective thickness L-2d, where d is the transition-layer depth. This approximate rule becomes exact
for L > 16az. The calculated optical properties show that absorptance maxima and transmittance
minima are in close correspondence with CdS exciton levels for L <500 A, where polaritonic effects

are not important.

I. INTRODUCTION

It is well known that the wave functions of Wannier
excitons are very sensitive to the different kinds of
confinement. Even a semi-infinite crystal, namely the
weakest confinement, affects wave functions and other ex-
citon properties in a nontrivial way, as can be inferred
from the enormous amount of literature dealing with the
dead layer and additional boundary conditions.! %

Reliable exciton wave functions are available only for
slabs much thicker than the exciton radius (L >>ay) or
in the quantum-well (QW) limit (L <ag). In the former
case, Cho and Kawata (CK) (Ref. 9) have extended the
approach of D’Andrea and Del Sole (DA-DS) (Refs.
5-8), valid for semi-infinite crystals, to slabs. DA-DS de-
scribe the distortion of the exciton wave function near
the surface (at z=0) using an evanescent wave of the
form exp(—Pz) for the translational motion, which par-
tially cancels the contributions of the incoming and
reflected waves in a transition layer of depth 1/P near the
surface. Such a transition layer is similar to the dead lay-
er proposed by Thomas and Hopfield? on the basis of an
intuitive model. In the method of CK, the DA-DS wave
function appropriate to the front surface is matched in
the middle of the slab to that of the back surface. In this
case the P value is the same as for semi-infinite crystals,
while the center-of-mass motion is quantized as an effect
of the confinement of the slab. The validity of the
method relies on the assumption that the two transition
layers associated with the two surfaces do not interact,
namely that exp(—PL) <<1.

In this paper we want to overcome such a limitation by
extending this approach to thinner slabs. In this case
terms proportional to exp(—PL), which have been
neglected by CK,’ must be retained. Moreover, the P
value for thin slabs is likely different from that used in
semi-infinite crystals. In order to clarify this point, we fix
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some value of P and calculate the wave functions as CK
do, but retain the exponential terms. Then we consider
such wave functions as variational wave functions, and
compute the mean value of the exciton Hamiltonian on
them. Finally the minimum of such value is found by
varying P and the effective Bohr radius a for the two
lowest quantized states. The optical spectrum is comput-
ed without introducing further approximations by using
a method very similar to the additional-boundary-
condition (ABC) —free approach of Cho.!® A further ad-
vantage of this method is that it is appropriate for very
thick as well as very thin slabs.

Our purpose is to reach the QW limit, namely the
range L <ag, in order to fill the existing gap between ex-
citon wave functions in thick slabs and in QW’s. In
QW’s, a series of exciton states is associated with each
pair of electron and hole subbands. The lowest exciton
state of our method corresponds to the QW exciton
ground state, arising from the lowest conduction and the
highest valence subband. The validity of our variational
approach is limited by the capability of bulk-derived
wave functions to be distorted in the QW geometry.
Such a capability has been checked by comparison, in the
case of CdS, with the variational QW wave functions of
Bastard et al.!' and of Shinouza and Matsuura.'> The
agreement is good for L >2.5ap, where our approach
yields a slightly lower-energy exciton. For L <2.5ay, the
energy resulting from our calculation rises steeply, since
the bulk-derived wave function cannot sustain the large
distortion due to the QW confinement. In the latter
range therefore the present approach is not valid; never-
theless, it closes the gap present until now for intermedi-
ate slab thicknesses. We find that the exciton quantiza-
tion in the intermediate-thickness range is determined by
the center-of-mass motion, and not, as recently hy-
pothesized,!® by the electron and hole separate quantiza-
tion. We also find that the second quantized exciton level
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is particularly sensitive to the value of the transition-
layer depth 1/P, so that it might be used as a tool to
determine P from optical experiments.

In Sec. II we describe slab wave functions. The calcu-
lation of the optical properties is outlined in Sec. III,
while the results are discussed in Sec. IV. The main
findings of the present work are summarized in Sec. V.

II. WANNIER-EXCITON WAVE
FUNCTIONS IN SLABS

The aim of this section is to derive realistic wave func-
tions for excitons in slabs of any thickness L, namely
from quantum wells to semi-infinite solids.

In the quantum-well limit (L <ag), an appropriate
variational wave function for the lowest exciton level as-
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sociated with the nth electron and hole subband of a slab
—L/2<z<L/2,is"!

Y(z,,z,,p)=Nycos(K,z,)cos(K,z, Jexp(—r/a) , (1)

where N, is the normalization constant, a is a variational
parameter, r =|r, —r, | =[p*+(z, —z,)*]'/% and the elec-
tron and the hole are quantized separately along the z
axis. Imposing the boundary conditions at surfaces
(z==xL /2), we find K, =nw/L. This wave function has
the correct behavior in the two-dimensional—-exciton lim-
it (L —0), as shown in Ref. 11. The lowest exciton
states of different symmetries may be obtained by multi-
plying the variational wave function (1) by r-dependent
functions of the appropriate symmetry.!?

On the other hand, for semi-infinite crystals (z >0), an
appropriate wave function is®

V(z,Z,p)=(exp(—iKZ)+ A exp(iKZ)— {exp[ —iKs(z)|z|]+ 4 exp[iKs(z)|z|1}exp(— PZ))exp(—r /a)/2m)/?, (2)

where z=z,—2z,,
s(z)=m,/M for z <0,

s(z)=m,/M for z>0, and

m m —i
Z=-A—;—ze+7hzh and A=———§;—;—§- .

The first two terms in the boldface parentheses in Eq. (2)
are the incident and reflected excitons at the surface,
while the other terms, multiplying the evanescent wave
exp(—PZ), mimic the virtually excited Rydberg states of
the exciton with principal quantum numbers n > 1.
These terms come from the fulfillment of the no-escape
boundary conditions:

W(z,=0)=V¥,(z,=0)=0. (3)

Recently the authors have computed the exciton
reflectivity of CdS using a microscopic theory based on
the exciton wave function (2), obtaining a quantitative ac-
cord with experimental results;” moreover, a fair accord
was obtained for many different semiconductors.'*

This approach has been later extended by Cho and
Kawata to thick slabs.” The validity of such work relies
on the assumption of noninteracting transitions layers,
namely exp(—PL ) <<1.

In the intermediate range of slab dimensions, between
quantum wells and thick slabs, reliable wave functions for
Wannier excitons are not available in the literature. For
closing this gap we cope with the case of thin slabs, by
taking into account the terms of the order exp(—PL),
neglected by CK. Since the exciton Hamiltonian is in-
variant under reflection through the central plane of the
slab (z=0), namely for (z,,z,)—(—z,,—z,), we can
consider separately wave functions of even and odd pari-
ty. Let us consider the most general even wave functions
of energy E =g, +#°K?/2M, obtained extending the ap-

proach of Refs. 6 and 8 to slabs:
%(rsZ)=N°cos(KZ)¢,,(r)
+ 3 c,cosh(P,Z)¢,(r)
(n even)

+ 3 c,sinh(P,Z)¢,(r)], (4)
(n odd)

where ¢,,(r) is the hydrogenic state, ¢, (r) are the excited
states of energy ¢,, and P, =[2M(e, —E)/#*]'%. The
sum over n even (n odd) means that only hydrogenic
functions which are even (odd) with respect to z— —z
must be considered. If we limit the exciton energy to
E <g,, in the spirit of Ref. 5, we can approximate the
P,’s by some mean value P, obtaining for the even wave
functions

%(r,Z)=N°cos(KZ)—F,,(z)cosh(PZ)
+F,,(z)sinh(PZ)]exp(—r/a) , (5)

where N°¢ is the normalization constant, the functions
F,(z),F,,(z) are general even and odd functions of z, re-
spectively, and the explicit form of ¢,; has been used.
The fulfillment of the no-escape boundary conditions (3)
yields, for z >0,

F,(z)=[sinh(PZ,)cos(KZ,)
—sinh(PZ,)cos(KZ,)]/sinh[P(Z,—Z,)],

(6)
F,,(z)=[cosh(PZ,)cos(KZ,)

—cosh(PZ,)cos(KZ )] /sinh[P(Z,—Z,)] ,

@)
where Z, =L /2—muz/M, Z,=—L /2+m,z/M. Even
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though F, (z) and F,,(z) have discontinuous derivatives
at Z =0, the total wave function must have a continuous
derivative. This requirement leads to the quantization of
the center-of-mass momentum K:

K, tan(K,L /2)+ P tanh(PL /2)=0, 8)

for n=1,3,5,.... [In order of increasing K,, the
n=2,4,6,. .. values will belong to odd wave functions, as
can be easily seen from the quantization conditions (8)
and (12).]

Analogously, for the odd wave functions,

W9.(z,Z,p)=N[sin(KZ)+F,,(z)sinh(PZ)
—F,,(z)cosh(PZ)]exp(—r/a), (9)

where N° are the normalization constants, and the func-
tions F,, (z),F,,(z) are

F,.(z)=[cosh(PZ)sin(KZ,)
—cosh(PZ,)sin(KZ,)]/sinh[P(Z,—Z,)] ,
(10)
F, (z)=[sinh(PZ, )sin(KZ,)
—sinh(PZ,)sin(KZ,)]/sinh(P(Z, —Z,)] .
(11)

The quantized center-of-mass momentum K is given by
the equation

tan(K,L/2)  tanh(PL /2)
K, P

=0, (12)

for n=2,4,6,. ... Obviously, in the limit L — o the slab
wave functions (5) and (9) recover the correct wave func-
tion (2) appropriate to a semi-infinite sample.

Cho and Kawata’® have already treated the particular
case of thick slabs, where the interaction of the two sur-
faces, proportional to exp(—PL), can be neglected.
When the interaction between the two transition layers is
considered, the values of the parameters P and a may be
different from the values appropriate to semi-infinite crys-
tals. Therefore they are considered here as variational
parameters to be adjusted in order to minimize the
n=1,2 exciton energies. In the Appendix we give all for-
mulas necessary for performing the variational calcula-
tions. It should be noticed that, since variational wave
function (5) is different from (4), its energy will be
different from e, +#°K?2/2M. The same is obviously
true for the odd wave functions (9). As a consequence,
the restriction E <&, can be relieved.

The values of a and P as functions of L are shown in
Figs. 1 and 2 for CdS. In the calculation we have used
the parameter values €,=8.1, M =0.94m, u=0.135m,
and /#*=28 meV. In Fig. 1 it is also shown the value of
the a parameter obtained using the QW trial wave func-
tion (1).!! While the parameter a for even (n=1) and
odd (n=2) wave functions reaches its bulk value
ag =32 A already for L =4ay (see Fig. 1), the transition
layer depth d=1/P shows a slower convergence and
different curves for even n =1 and odd n» =2 wave func-
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FIG. 1. The variational parameter a of the exciton ground
state shown as a function of the slab thickness L. The exciton
parameters are: e,=8.1, M=0.94, u=0.135m. Dashed line:
Bastard et al. (Ref. 11). Solid line: present calculation.

tions (see . Fig. 2). As L-—o, P saturates to
P,=0.02 A™!, which is smaller than the bulk value
P=0.45 A™'3 This discrepancy is probably due to the
variational framework used in the present approach.

The minimized energy for the n =1 and n =2 excitons
is shown in Fig. 3. The validity of the even wave function
in the quantum-well limit is checked by comparing its
variational energy with that obtained minimizing the en-
ergy according to Eq. (1), as shown in the inset of Fig. 3.
The energy of the n=2 state is always lower, for
L > 100 A, than that of the second QW level, namely the
2p,-like level of Ref. 12. In conclusion, the present ap-
proach is reliable for L >2.5a,. In this range, it yields
exciton energies slightly lower than the corresponding en-
ergies computed using the QW wave functions, which do
not account properly of the center-of-mass kinetic ener-
gy.

It was speculated!® that the exciton levels follow the
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FIG. 2. The variational parameter d =1/P (transition-layer
depth) shown as a function of the slab thickness L. Solid line:
lowest exciton state of even parity for reflection with respect to
the central plane of the slab. Dashed line: lowest exciton state
of odd parity. Exciton parameters as in Fig. 1.
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FIG. 3. The exciton energy E, measured from the bottom of the infinite-crystal conduction band, as a function of the slab thick-
ness L. Solid line: lowest exciton state of even parity (n =1). Dashed line: lowest exciton state of odd parity (» =2). The binding
energy in the slab E; =#°7/(2u)— E of the lowest even exciton is shown in the inset in units of the bulk effective Rydberg #*. Solid
line: Bastard et al. (Ref. 11). Dotted-dashed line: present calculation. Exciton parameters as in Fig. 1.

separate electron and hole quantization
#n’n?
2ulL?

not only in QW’s, but even in GaAs slabs as thick as
10a;. However, this assumption strongly contrasts with
our results for CdS, where for L =200 1°\=6aB we find
E,—FE,=5 meV, while (13) yields E;,—E; =21 meV. In
our calculation, the energy difference E, —E,; is much
closer to the result obtained by quantizing the center-of-
mass motion in a slab of thickness L —2/P:
242 2
E,=—R*+—"AT (14)
2M(L—2/P)

where P is the average between P, and P,. This equation
is correct for L >>1/P, since in this case P, =P, (see Fig.
2), K,=nw/(L—2/P)° and E,=—R*+#K}/2M.
Actually the deviation of the exciton energy from the
latter equation is due to the evanescent wave in (2), cou-
pling the relative and center-of-mass motions. As
L — o, its contribution to the energy vanishes as
O(1/PL). Nevertheless, Eq. (14) qualitatively accounts
for E,—E, also for slabs as small as L =200 A in CdS:
it yields 6 meV, which compares well with the variational
value of 5 meV. The difference becomes smaller than
0.02 meV for L >500 A. In this range (L > 16ay) we can
use Eq. (14) for the exciton energy, as CK do, while the
interaction between the two transition layers still affects
the value of P, which is 10% lower than P _. In view of
the simple relation between exciton energy, slab thick-
ness, and transition-layer depth, energy measurements in
this energy range are appropriate to determine the P
value.

+const , (13)

n

In Fig. 4 we show the quantity |¥(r=0, Z )|, relevant
for the optical response, computed for quantum-well
wave function (1) and for the even wave function n =1
(5), in the case of a slab of L =100 A. The two curves are
very similar, indicating that both wave functions, at this
L value, are good approximations of the true exciton
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FIG. 4. |W(0,Z)|? of excitons in a 100-A-thick CdS slab.
Solid line: lowest even exciton computed according to the
present formulation. Dashed line: lowest even exciton comput-
ed according to Ref. 11. Exciton parameters as in Fig. 1.
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wave function.

In conclusion, we can distinguish in CdS three different
ranges of thicknesses with respect to Wannier exciton
wave functions, namely, (a) the quantum-well zone, from
L =0 to L =2.5ap, where the electron and the hole are
quantized separately along the z axis and a reliable
ground-state wave function is given in Eq. (1); (b) for
2.5ag <L <16ag, where our approach is valid and the
exciton quantization approximately follows the center-
of-mass rule (14); and (c) from L =16ay to semi-infinite
samples, where the exciton energy is well described by
€1, +#°K?/2M and the center-of-mass rule (14) is correct.
In the ]ast range the CK approach is valid.’

III. NORMAL-INCIDENCE OPTICAL
RESPONSE OF A SLAB

For computing the normal-incidence optical response
of a slab, we must consider three different zones of the
space. In the first zone, — o« <z < —L /2, the total elec-
tric field is

&(z)=explin(z+L /2)/c]
+rexp[—iw(z+L/2)/c], (15)

where r is the reflection amplitude, and c is the light ve-
locity in vacuum. In the zone L /2 <z < oo, the transmit-
ted electric field is

6(Z)=texplio(z—L /2)/c], (16)

where ¢ is the transmission amplitude; finally, in the slab,
—L /2<z <L /2, the electric field is

6(Z)= A expligZ)+B exp(—igZ)+6, , (17)

where g =w[e,/C]"/? and &, is a particular solution of
Maxwell’s integro-differential equation:

2 2
——5+—— e6+ LS AW (2)
C" &k

dz 2
L2
X ! "dz'=0. (1
f_L/z\l/k(z )6(z')dz (18)

Here

s
Ag=—"2>—,
K*—q}

q6=2M (%o —fiwro—#K? /2M+iT) /#* ,

and S =(167e’M)/(mo*#*)|p,. |?, where p,. is the matrix
element of the dipole moment between valence and con-
duction bands, and T is the lifetime broadening. The
third term in (18) embodies the exciton dielectric suscep-
tibility computed from the wave functions W, (z) dis-
cussed in Sec. II. Only a finite number of quantized
states W can be retained in (18); we will discuss in Sec.
IV how to choose such number. If we define the follow-
ing quantity:
_o?

Flz)=—=%5 3 AV , (19)

where

L2
I,= Y(z')6(z")dz' 20
P f_m x(2')6(z")dz (20)
the propagation equation (18) becomes:

——G(ZH-

EOG(ZH-F )=0, (21)
dz?

which admits as a particular solution:
1 pz . ,
6’p(z)——afo {explig(z—2z')]

—exp[ —ig(z—z")]}F(z')dz’" .

(22)
The electric field in the slab therefore becomes
6(z)= A expligz)+ B exp(—iqz)
— 51; fozdz’{exp[iq(z —z')]
—exp[ —ig(z—2z")]}F(z') . (23)

Now by inserting the electric field of the slab (23) into
(18), we obtain a system of equations for the quantities
IK:

2

s stK,+“’—CchK.AK, Iy =Adx(—q)+Bdg(q),
ra
(24)
where
L2
= — 7 5
oxl(q) f_L/Z‘I/K(z)exp( iqz)dz , (25)
and

z . ,
Cyx= ff:z/zdz \PK(z)fo dz'{explig(z—2z")]
—exp[ —ig(z—2")]}
XWgiz') . (26)

We can solve the linear system (24) in terms of the matrix

—1

Myg = |dgx+ —?—{CKK‘AK' : 27
2igc
The size of the matrix to be inverted is determined by the
number of exciton states considered in (18).
The electric field and its first derivative inside the slab
on the front (F) surface Z=—L /2 and on the back (B)
surface Z =L /2 are, respectively,

Ep=aA+BB , (28a)
d . _ , ,

7 6r=a'A+BB (28b)

Ez=yA+8B , (29a)
4 E, =y A+5B (29b)

dzZ

where



1418 A. D’ANDREA AND R. DEL SOLE 41
a=exp(—igL /2)— _2£°_2 > Axlexp(—igL /2)xk(—gq)—expligL /2XK (]S Mgk dx(—q) , (30
ige® ¢ X
2
B=expligL /2)— 21_‘;2 % Aglexp(—igL /2)xk(—q)—expligL /2)x£(q)]%MKK,¢K.(q) , 31
2
y =expligL /2)— zfu > 2 AglexpligL /2)x5(—g)—exp(—igL /2)xB(—¢q)1 3 Myxdx(—q), (32)
igc” g Iz
2
d=exp(—iqL /2)— 2?) ;2 AK[exp(iqL/Z)Xﬁ(—q)—exp(—iqL/Z)Xﬁ(q)]EMKK'qSK'(q) , (33)
qgc g K’
and,
2
a'=iq exp(—igL /2)— zﬁ; S Aglexp(—igL /2)x5(—g)+expligL /2)x5(g)]1 S Mygxdx(—q) (34)
¢ K K’
2
B = —iq expligL /2)— —2‘"—2 S Aglexp(—igL /2)x5(—q)+expligL /2)x5(g)]1 S Myxdx(q) (35)
" K K'
2
y'=iq expligL /2)— —2“12— S AglexpligL /2)xE(—q)+exp(—igL /2)x2(q)] SMyxdx(—q) , (36)
(e K’
2
8' = —ig exp(—igL /2)— ;“’-; S Ag[expligL /2)x2(—q)+exp(—igL /2)x2(g)] SMyx-dpq) . (37)
" K K'
We have used the notations IV. RESULTS

YE(g)= fo’mexpuqz')w,((z')dz' , (38)

2
Y2(g)= fOL/ expligz’ W (z')dz" . (39)
By matching the electric field at the interfaces in terms

of the front (Z;) and back (Z) impedences, we get the
relations

0 1—r_a A/B+B

Z -
F e 1+r ad/B+B ° (4o
_ o _y' A/B+E
—j@ _YA/BHE 41
2 T A /BT “h
From (41) we get
A/p=—dZiwd/c 42)
v —iwy/c

Finally, the reflected and transmitted amplitudes are, re-
spectively,

_lw/c—Zg @3)
" e+ Zy
§+6+(y'+y)4A/B l—w/c
P ptataasB | T Fw |0 WP
and the normalized absorptance is
A=1=[r2=tH/(1—=|r|%) . (45)

In the next section we will discuss the optical proper-
ties of a slab of CdS as a function of its thickness.

In this section we discuss the calculated optical proper-
ties, namely reflectance, transmittance, and absorptance,
of excitons in thin CdS films. First we want to show how
the results depend on the number of quantized exciton
states retained in the expression of the slab susceptibility
entering the propagation equation (18). Since their ener-
gy separation decreases as L increases, more and more
states must be considered as L tends to infinity. In order
to test the convergence for a quite large value of L, when
many states must be retained, we show in Fig. 5 the com-
puted reflectance of a self-sustained CdS slab of
L =500 A. The first four quantized states occur in the
5-meV range of energy shown in the figure. Inclusion of
the fifth state in the calculation yields well converged re-
sults, differing very little from those obtained using
n =10 or more. A similar test of convergence has been
performed for all calculations of optical properties re-
ported below.

The computed absorptance of a self-sustained CdS slab
of thickness L =300 A is shown in Fig. 6. The solid line
is obtained starting from the exciton n =1 and n =2 lev-
els both computed by energy minimization, as described
in Sec. II. In particular, two different P values are used
for these two levels. Absorption peaks correspond well to
exciton levels, indicated by arrows, showing that polari-
tonic effects do not affect peak positions for this (and
smaller) values of L. The reason is that only large k,
values are allowed by exciton quantization in thin films,
for which the lower polariton dispersion curve is very
close to the bare exciton dispersion, while the upper po-
lariton, mostly photonlike, has too high energy to be ex-
cited by the incident radiation.!’

A less-approximate approach was used in Ref. 16,
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FIG. 5. Normal-incidence reflectance of a CdS slab of 500 A. The calculations have been carried out retaining N exciton quan-
tized states in the dielectric susceptibility. Exciton parameters as in Fig. 1, and 47 (oscillator strength) =0.013.

where only the n=1 energy was minimized, while the
levels with n > 1 were calculated according to the formu-
la valid for thick slabs:

E,=—R*+#K}/2M) , (46)

with K, given by (8) or (12). The absorptance calculated
according to this approach is shown by the dotted-dashed

line in Fig. 6. In order to compare our results with those
of Cho and Ishihara (CI),!” who have derived the optical
properties exactly starting from the wave functions of
CK,’ we have computed all (including n = 1) exciton lev-
els from (8) and (12), using for P the P _-value, without
any energy-minimization procedure. The only difference
with respect to CI's approach is the inclusion of the very
small terms of order exp(—PL). The results obtained in

CcdSs

2.551 |
E

ho (eV)

FIG. 6. Exciton normalized absorptance in a CdS slab of 300 A. Solid line: exciton levels E 1 and E, (indicated by arrows) calcu-
lated by energy minimization. Dotted-dashed line: E, calculated by energy minimization and E, according to (46).. Dashed line: E,
and E; both calculated according to (46). Exciton parameters as in Fig. 5.
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this framework are shown by the dashed line in Fig. 6. It
is apparent that the energy of the n=1 level is poorly
dependent on the type of approach (for L =300 A), while
larger differences occur for the second level. We notice
that the partial minimization approach of Ref. 16 yields
the n =2 level 0.5 meV lower than that given by the full
minimization. This difference is mostly due to the fact
that the energy expectation value is different from (46);
only a minor amount comes from the different P, values
(0.027 and 0.029 A™!) used in the two calculations. On
the other hand, the difference between the Cl-like curve
(dashed line) and the partial minimization curve (dotted-
dashed line) is only due to the different P values used
(0.027 and 0.020 A ™).

As L — oo, P tends to P, and the interaction between
the two transition layers, responsible for the difference
between the energy expectation value and (46), vanishes.
In this case the three approaches yield the same result.
This starts to be true for L >500 A= 16az, where
E,—E, computed according to the CI approach is
different from the full minimization approach by only
0.05 meV. In the range 16az <L SA/2 (if such a range
exists), good conditions for the determination of P from
absorptance measurements occur: the absorptance maxi-
ma are in close correspondence with the energy levels,
and, moreover, the simple relation (14) between energy
and P holds.

Finally it should be noticed the large width (1 meV) of
the n =1 absorptance peak with respect to the broaden-
ing used in the calculation, that was only I'=0.1 meV.
This comes from the fact that the local (i.e., integrated
over z) dielectric susceptibility, proportional to A4 K, [see

Eq. (18)], is negative in some frequency range above E,.
As it occurs between o, and w; in the bulk, the light
wave vector is there imaginary, so that light is strongly
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absorbed.'® As L becomes smaller and smaller, this effect
becomes less important and the absorptance line shape
becomes proportional to the imaginary part of the dielec-
tric susceptlblllty (namely of width T) for
L << (cwyr/4maw})=200 A. We cannot reach this
range in CdS, since we restrict ourselves to L =100 A,
where our model is reliable.

The reflectance of the same CdS slab is shown in Fig. 7.
It is apparent that the features related to the level n =2
are quite weak; therefore, though they show a similar
dependence on E, as the corresponding absorptance
features, a straightforward determination of P from them
is more difficult.

The absorptance and transmittance of a CdS slab of
L =500 A are shown in Fig. 8. A first point to be noticed
is that transmittance minima are in close correspondence
with absorptance maxima (this is also true for smaller L
values). In this case the absorptance maxima do not cor-
respond to exciton levels, indicated by arrows. This is
due to the coupling of excitons to photons, i.e., to polari-
tonic effects, which become more important as L in-
creases.

In conclusion, for the optical properties of excitons in
CdS slabs, we can distinguish two regimes. In the first
one, for L <16ag, absorptance maxima and transmission
minima are in close correspondence with quantized exci-
ton levels, which must be computed using the full
energy-minimization approach described in Sec. II. In
the second regime, for L = 16ay, the exciton levels are
simply given by (14), but there is no straightforward
correspondence between them and the features in the op-
tical spectra. Therefore, we can conclude that the range
where it is easy to check the present theory by optical ex-
periments in CdS is for 2.5a5 <L <16ay, where polari-
tonic effects can be neglected.

cdsS

2.553

2.551 |
E

he (eV)

FIG. 7. Normal-incidence reflectance of a CdS slab of 300 A. Solid line: exciton levels E , and E, (indicated by arrows) calculated
by energy minimization. Dashed line: E, calculated by energy minimization and E, according to (46). Dotted-dashed line: E, and
E, both computed according to (46). Exciton parameters as in Fig. 5.
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FIG. 8. Normalized absorptance A and transmittance T of a CdS slab of 500 A. Exciton levels are indicated by arrows. E,; and
E, are computed by energy minimization and the higher levels according to (46). Exciton parameters as in Fig. 5.

V. CONCLUSIONS

The exciton wave function derived in this paper is valid
for slabs thicker than 2.5az. Therefore reliable wave
functions are now available for all L values: our ap-
proach is complementary to that of Bastard et al.,'! valid
in the quantum-well regime, and embodies that of CK,’
valid for L > 16ay.

A difference in principle between the present approach
and that developed by us in Refs. 68 for semi-infinite
crystals should be emphasized. In Refs. 6-8 the analyti-
cal wave function depending on P is meant as an interpo-
lation form, valid only for r=0, and P is determined by
comparison with the numerically exact wave function
computed for r=0. The same philosophy can be thought
to underly the approach of Cho and co-workers,”!
which is valid when the surfaces do not interact. On the
other hand, the present approach assumes the form (5) or
(9) of the wave function to hold everywhere, and uses
them in computing the exciton energy. This is therefore
a purely variational approach, which is affected by the
usual shortcomings of variational approaches, namely to
give a worse description of wave functions than of ener-
gy. This can explain the difference between the bulk P
value determined by this approach when L — <, and that
determined for semi-infinite crystals in Ref. 8.

We have shown that the exciton quantization is mainly
determined by the center-of-mass motion for L >2.5ap,
in contrast with previous suggestions of excitons follow-
ing the electron and hole separation quantization.'> A
simple relation between exciton energy and transition-
layer depth 1/P holds for L > 16a;. We suggest that ab-
sorptance or transmittance experiments in this range,
with the further limitation L <<A /2 in order to avoid po-
laritonic effects, may yield a clear-cut determination of
the transition-layer depth.

APPENDIX

In the effective-mass approximation, the Wannier exci-
ton Hamiltonian is

(A1)

where M is the total mass of the exciton, u the reduced
mass, and r=r,—r,, Z=(m,z, +m,z,)/M. Consider-
ing the lowest even and odd exciton wave functions (5)
and (9) of the text as trial functions with respect to the
variational parameters ¢ and P, we must minimize the
quantity

(W[H, W) /{V|V), (A2)
where
L
(WIHeXIW)=%f0 [ay],(2)+ayl,(z) +asl;(z)
+aud (z)]exp(—2z/a)dz , (A3)
(Ww) == [Fapl (2)expl —22/a)dz , (A4)
a 0
z2=2z,—2z) ,
and
_a _ 3 el #
ay=—+z, a;=———— z,
2 dua € 2ua’
_# _ # |a
a, ,uaz’ a,= 2 2—i—z s (AS)
# |a
=—T_|24
ST T oM |27 F

The integrals I,(z), I,(z), I5(z), I,(z), and Is(z) are
computed from the even and odd exciton wave functions.
For the even case we get
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Lsm(KZ )cos(KZ )+ Lsmh( 2PZ){[F,,(z)]*+[F,.(2)]*}

e
I7(z) 2K 4P

—

__{[Fee(z)]z—[Feo(z)]2+1}—
2F,(z
K2+ 2
o (2) Z,(2)
7(%Pz[Pcosh(Pz)cos(KZ)Hc sinh(PZ)sin(KZ)] |~ "
22
e0(2)
P*+K?
F,(z)
CPHK

—Z?Fee(z )F,,(z)cosh(2PZ)

[P sinh(PZ )cos(KZ )+ K cosh(PZ )sin(KZ )]

[P cosh(PZ )cos(KZ )+ K sinh(PZ )sin(KZ)]

5[ P sinh(PZ)sin(KZ)+K cosh(PZ )sin(KZ) ]+—Psmh (2PZ)[F,,(z)F,,(z)+F,,(z)F.(z)]

Z,(z)

— L osh(2PZ)[F, (2)FL (2)+F,, (2)F.,(2)]— Z[F,y(2)F.y(2)— F,y(2)Fly(2)] , (A7)
4P 2 Z,(2)

2__ g2
15= | — Lsinkz)cos(kZ)~ F,, () -5 [ P sinh(PZ )cos(KZ ) + K cosh(PZ )sin(KZ)]
2 P2+K?
K*—P?
~Fo(2) 5 5 LP cosh(PZ )eos(KZ)+ K sinh(PZ Jsin(KZ)]

+ L { [F,.(z)]*+[F,(z)]*}sinh(2PZ)— gFee(z )F,,(z)cosh(2PZ)

Z,(2)
1<2 ‘
———z+—z 2—[F,,(2)]? , A8
> (Fel P2 P |, (A8)
where Z(z)=L/2—myz/M, Z,(z)=—L/2+m,z/M, F, (z)=dF,(z)/dz, and F,,(z)=dF,,(Z)/dz. The integral
I5(z) has the same analytical form as I5(z), but changing the first derivatives of F,,(z) and F,,(z) by the second deriva-
thCS F,(z)—>F,(z), F,,(z)—>F, (z).

Analogously, for the odd exciton wave function,

4 = ——‘-l— L 2 2
17(z) 2Ksm(KZ)cos KZ)+ 4Psmh (2PZ){[F, . (2))*+[F,(2)]*}
+—Z—{[F (z)]z—[ (P15 L 2 For (2)Fo(2)c0Sh(2PZ)
2F, (z
P [P cosh(PZ )sin(KZ )—K sinh(PZ )cos(KZ)]
2Foo 2) Z,(2)
- [P sinh(PZ )sin(KZ ) — K cosh(PZ )cos(KZ)] , (A9)
K?+Pp? Zy(2)
F,(
13(z)= | — )—K sinh(PZ )cos(KZ )]
P +K
Foo(2) P sinh(PZ )sin(KZ )—K cosh(PZ)cos(KZ )]+ L h(2PZ)[F,(2)F,,(z)+ F,,(2)F,,(2)
P2+K2[ sin sin cos cos 1 4Psm NF,.(z) 02 F(2)]
1 z Z,(z)
———cosh(2PZ)[F,(z)F,,(z)+F,(z)F,(z)]+ =[F,(2)F,,(z)—F,(z)F,,(z)] (A10)
4P 2 Z,(2)
I(z)= ‘—Izgsin(KZ)cos(KZ)+F,,e( )i ; [P cosh(PZ )sin(KZ )—K sinh(PZ )cos(KZ)]
2
+Fao(z)§2+ [P sinh(PZ )sin(KZ )— Kcosh(PZ)cos(KZ)]+gsinh(2PZ)[[Foe(z)]z-i—[Fm(z)]z}
p PZ Z,(z)
— S Fal2)F (z)cosh(2PZ)——2—Z+——Z{[F 2)P?—[F,(2))?} s (A11)
2(2)
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The integral I5(z) has the same analytical form as
I5(z), but we have to replace the first derivatives of
F,(z),F,(z) with the second derivatives. The quantities
F,(z), F,(z), F,(z), and F,(z) are given by Egs. (6),

1423

(7), (10), and (11) of the téxt.

Finally, we have to minimize numerically Eq. (A2) as a
function of the parameters a and P. The results are
shown in Figs. 1-3.
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