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We analyze theoretically the oscillator strength and the third-order optical polarizability X’
due to excitons in semiconductor microcrystallites. The nonlinear optical polarizability is shown
to be greatly enhanced for an assembly of such microcrystallites as the exciton is quantized due to
the confinement effect and the excitons in a single microcrystallite interact strongly enough to
make the excitons deviate from ideal harmonic oscillators.

I. INTRODUCTION

Finite-size effects on optical properties have been ob-
served for small colloidal CdS crystallites? and semi-
conductor microcrystallites embedded in a glass ma-
trix.>* On the other hand, zero- and one-dimensional
semiconductor systems, which are called quantum-box
and quantum-wire systems, are made artificially and
studied extensively.” The electronic structure was also
studied theoretically®~® and was shown to depend sensi-
tively on the size of the microcrystallites relative to the
electron and hole effective Bohr radii. From an en-
gineering point of view, material with a large optical
nonlinearity’~!! is required for optical shutters or opti-
cal information processors.

In this paper we will discuss how to obtain very large
oscillator strength and optical nonlinearity for an assem-
bly of semiconductor boxes or spheres so small that the
quantum confinement effect works in all three directions.
The oscillator strength of the relevant optical transition
increases with the size of the crystallite as long as the ex-
cited state is coherent. However, an exciton in a bulk
crystal behaves almost as a harmonic oscillator which
does not show any nonlinear optical response. Deviation
of the electronic excitation from an ideal harmonic oscil-
lator increases as the size of the microcrystallite de-
creases. As a result, we can imagine that there is an op-
timum size for obtaining the most effective optical non-
linearity. This will be clarified in this paper and it will
also be shown how the radiative decay rate of the excita-
tion depends on the size of the microcrystallite.

We derive the electronic structures of the excited
states in a quantum box and quantum sphere of the
semiconductor in Sec. II. The condition to obtain very
large oscillator strength is presented in Sec. III together
with the size-dependent decay rate of the excitation. It
is discussed in Sec. IV how very large optical nonlineari-
ty results from competition between the effect of large
oscillator strength and the deviation of the exciton from
an ideal boson. Discussion is given in Sec. V of how to
observe these effects.

II. ELECTRONIC EXCITATION
IN MICROCRYSTALLITE

There are several energies characterizing a microcrys-
tallite. The first are size-quantization energies of elec-
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tron AE, and hole AE,. The second is an average of the
Coulomb attraction between an electron and a hole in
the microcrystallite. This is denoted as the exciton ener-
gy Vex- The third is the interaction energy ¥V, working
between two excitations when they are formed in the mi-
crocrystallite. This characterizes the deviation of an ex-
citation from an ideal boson. We have three limiting
cases depending upon the relative sizes of the exciton en-
ergy and the quantization energy. Expressions are given
for the electronic structures in these limits.

A. Ve >AE L AE,

In this limit the size quantization of the exciton is
brought about. First, we consider a cubic box which
contains N* unit cells. The electronic excited state is de-
scribed by the Frenkel exciton as

V.= 3 F,())Wi(ry T Wi, (1)
j (ij)
where W{ and W are Wannier functions of the valence

and conduction bands, respectively, and F,(j) is the en-
velope function in the quantum box:

. 2 | | || Ty
Fylj)= |5 | sin ——-sz—ijsm ——ﬁ-y—
. 1'r’szZ (2)
Xsin N

The quantum number n=(n,,n,,n,) and the site index
J=Uix,J,,J;) are chosen from positive integers between 1
and N. The ground state of the quantum box is given by

V=1 Wir). (3)

For the parabolic conduction and valence bands with
effective masses m, and m,,, respectively, the size quanti-
zation is governed by the relationship among the sample
size L =Nu, and the effective Bohr radii of electron
a, =#*ey/m,e? and hole a, =#*€,/m,e?, where u is the
length of the unit cell and ¢, is the static dielectric con-
stant. The size-quantization energies can be expressed
for the electron and the hole, respectively, as follows:
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3mn?

AE.=E.(2,1,1)—E_(1,1,1)= m L 4)
242
AE,=E,(2,1,1)—E,(1,1,1)= =27 = . (5)
2mhL
The exciton energy V., is given by
2 2
Vo= —— = (6)

T ea  €yla,+ay)

where a is an exciton Bohr radius. The condition (a)
(Veye >AE,,AE,), is equivalent to V . >>AE +AE,.
This latter condition is rewritten in terms of Egs. (4), (5),
and (6) as

L >>a,+a,=a . (7
The electronic excitation is expressed in this case as

V,=3 3 F,(3)e(j, Wiy [T Witr), (8)
ir (i)

where &(j,) describes the electron-hole relative motion
with j,=j—j and F,(j) describes the center-of-mass
motion of the exciton with j=(m,j+m,j')/(m,+m,).
When the electron-hole relative motion is well localized
at the same unit cell, ¢(j,)=38;;, so that Eq. (8) is coin-
cident with Eq. (1). On the other hand, the electronic
excited state of the semiconductor microcrystallite can
be described by the effective-mass approximation in
terms of the Bloch functions u,(r) at the bottom of the
conduction band and u,(r) at the top of the valence
band. Then the center-of-mass motion and the electron-
hole relative motion are approximated as

3
7n, R, mn,R
F,(R)= % sin 2 sin Zy
an,R
X sin ==, 9)
R
biulr)=|—5 | e, (10)
ma

where R=uj and r=u(j—j').

Second, for the case of the quantum sphere with an
infinite wall at R > R, the radius of the sphere, the en-
velope function of the center-of-mass motion, is given by

v2  JipintkgR)

F,.(R,0,p)=Y,, (6,p) ,
rim BB BT R VR Tp s kR o)

(1n

and that of the electron-hole relative motion is the same
as Eq. (10). Here, Y,, are the normalized spherical
functions, #/ is the momentum, #im is the projection of
the momentum along a certain direction, and J, is a
Bessel function. The quantities k;, are given as solutions
of the following equation:

Jic12kinRy)=0,

where n is the serial number of the root of the Bessel
function for a given value of /. In the case of /=0,
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kouRo=mn (n=1,2,...).
The energy of the exciton in the quantum box is

#2m*n?
2ML? "’
b __

where EL_ =pe*/2#%3 is the exciton binding energy,
p=mm,/(m,+m;), M =m,+m,, and n=(n,,n,,n,)
with n,,n,,n, >1. The energy of the optically allowed
exciton with / =m =0 in the quantum sphere is similar-
ly given for n > 1 by

En=Eg_ngc +

#rin?

En00=Eg _ngc + JMR2
0

B. Vexc << AE,:,AE,,

This is opposite to the case (a), and is equivalent to
the condition L <<min(a,,a,). Here the size-
quantization effect of the electron and the hole is much
larger than the exciton effect so that the latter effect is
neglected. Then the wave function of the excited state is
given by

Vou=3 3 Fo(DFL(OWS(ry) T Witr),  (12)
i ¥ (i)
where Fg (j) and Fp(j') are envelope functions of the
conduction-band electron and the valence-band hole, re-
spectively, and have the same form as Eq. (2) for the
quantum box. In the case of the quantum sphere, Fg, (r)
and F:(r') have the same forms as Eq. (11) with
m=(n,l,m), n=(n',l'’y/m’') but here r=uj and r'=uj’
are the electron and hole coordinates treated as continu-
ous variables. The optical transition is allowed only be-
tween the conduction and valence band states with the
same quantum numbers m=n. This excitation energy
for m=n, is given as
2_2
2’;22 (n2+n?+n2) 13)

for the quantum box and

E,=E, +

# o,
Enml=Eg+?’Ikln (14)
for the quantum sphere.

C. AE >V, . >AE,

This condition is rewritten in terms of the effective
Bohr radii as follows:

a,>L,Ry>>V a,a >a, .

First, the most dominant kinetic energy of the electron is
quantized due to the confinement effect. Then we have
the same expression for the electron states in the quan-
tum box and sphere, respectively, as Egs. (1) and (11) in
the zeroth-order approximation. Here F,(j) and F,,, (r)
denote the electron envelope functions, respectively, in
the quantum box and sphere. Second, when the
electron-hole Coulomb interaction is taken into account,
the hole is well localized in the central part of the micro-
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crystallite as shown for the quantum sphere in the fol-
lowing.

Taking into account the inequality (c), we may assume
the following wave function for the electron and hole in
the quantum sphere with the radius Ry =uN:

:Ifnm (r,,r, )—F,,lm(l' )X:I,I,,,m’(l'h) .

When the electron is in the state (n, /=0, m =0), the
hole experiences a spherical symmetric potential

—~—f Wt

lr—r'|
ez

B €Ro

B, + m,,mzr2 (15)
where

nw sin®
B,=2 [ —y'zdy :

mn?  e?
o
mhRo €0R0

The effective-mass equation for X" is solved with the
potential (15) as

2
2 _ <
®, =73

174
e LICS R
l/.2
H,,,[r m,,:" l
X , (16)

r
n'00 ez ’ 1 '
E % =Eg—-e—ogﬁn+ﬁw,,(n +3) (n,n'>1), (A7

where H,. is the n'th order Hermite polynomial.

Under case (a), L,R, >>a, +a;, =a, the center-of-mass
motion of the exciton is quantized due to the quantum
confinement of the exciton while for case (b),
L,R, <<a,,a,;, both the electron and the hole motions
are quantized independently. Under case (c), a, >L,
R, >>a,, the electron motion is quantized and the hole
is trapped through the Coulomb potential of the electron
quantized inside the quantum dot.

III. OSCILLATOR STRENGTH IN QUANTUM DOT

The size-quantization effect on the absorption spec-
trum was observed"? and theoretically studied al-
ready>*. We find that the effect of very large oscillator
strength is brought about in case (a) but not in case (b).
Case (c) is marginal. Because of the sum rule, however,
the sum of the whole oscillator strength is constant in all
the cases as long as the concentration of the optical-
active medium is kept constant. Therefore the oscillator
strength is concentrated in the lower excitations in case
(a), as will be shown.

A. Vi .>AE_ AE,

The transition dipole moment to these excited states
¥, from the ground state W, is evaluated for the Frenkel
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as follows:

(W, |P | W)= F,(){Ws(r))|pj | Wir;)
j

exciton in case (a)

2/3
2 T, wn,
=P | N | Ot ow | ‘2‘&‘]
il (18)
t
X co 2N

where P is a component of the dipole-moment operator
P:

P=ZP:‘

and (W5(r))|p;| Wi(rj))=p,d;;. The transition di-
pole moment to the lowest excited state
(ny,ny,,n,)=(1,1,1) is given in good approximation as fol-
lows:

2v2

(¥, |P|¥,)= P N2 . (19)

For the transition to such a low excited state (nx,ny,nz)
asn,,,<<N.
2V2

3
(W, |P|¥,)= PN /(nynyn,) . (20)

Then the oscillator strength f, per quantum box is given
by

— 16
2V2.

T

N3
(nen,n,)?

2m
fnz_ﬁ——mnlpcu |2

(21)

For the Wannier exciton in the quantum box, the en-
velop function is described by Egs. (9) and (10), and the
oscillator strength is obtained by multiplying Eq. (21) by
u?|¢,,(0)|2=u3/(wa?) for the lowest exciton. Here
the excitation is a coherent state over the whole quan-
tum box in case (a). The factor N* in Eq. (21) comes
from this coherency. It is noted from Eq. (21) that the
oscillator strengths are concentrated on the low excited
states. The concentration of the quantum boxes per unit
volume is made equal to 1/L* so that the oscillator
strength per unit volume is naturally independent of N°.

The transition dipole moment to the excited state (n,
! =0, m =0) for the quantum sphere is given by

[ dRW,5(R)$,,(0)p, =pc,,¢,s(0)2\/2_/1—T%R3/2 . @)

As a result, the oscillator strength for Ry =uN is

1272,
)2 | = = .
n

s

anO"— |pcu¢ls (23)

For the quantum sphere with the radius Ry=uN, we
have the same N dependence of the oscillator strength as
for the quantum box with L =uN. Only a numerical
factor is different.
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B. AE.,AE, >V,

The transition dipole moment for the quantum box
under condition (b) is in contrast to case (a) as follows:

(Vo | P | W, )= 3 3 Fen(DF (i)
i
XAWS(ry) | py | W)
= ? ,2 Fom(i)F,n(i')pey 85
=Py Oun - (24)

For the quantum sphere,
(w:["lr'lm' ] P l "Ilg ) zpcv f Fnlm(r)Fn'l'm'(r)dr
:Pcusnn'ﬁll’amm’ . (25)

These results mean that the interband optical transition
between the conduction- and valence-band states with
the same quantum numbers is allowed and that the value
J

(VIR P |, ) =p,, [ W, RIIP(RIR

m, @
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of the transition dipole moment is independent of the
quantum number n or (nlm) for all the allowed transi-
tions.

Therefore the sum of all the oscillator strengths per
unit volume becomes also naturally independent of the
size of the microcrystallite in both cases (a) and (b).
Contrary to these absorption spectra, we have the size
dependences of the radiative decay rate and the non-
linear optical response only for case (a).

The radiative decay rate is proportional to the oscilla-
tor strength. As a result, the exciton decay rate in case
(a) is proportional to the number of unit cells in the box
volume N* while it is independent of N? in case (b).
This originates from the same effect as the very large os-
cillator strength of the bound exciton. Nobody has ob-
served this effect yet. The conditions for observing this
effect will be discussed later.

C. AE. >V ,.>AE,

Transition dipole moment of the quantum sphere is
evaluated in terms of Eqgs. (11) and (16) as follows:

12 R, |22 172
= [0 | | A expl— Ly H,(p)d
Py m,, 0 R, | myo, V| SXPU Ty Iy Y
172 -
=Per | o (=)™ /28" Hlexp(—1B?) (26)

where  B=(nw/Ry)#/my0,)"?, n'=2m+1 and
R,V my,w, /% was approximated as oo in the upper limit
of the integral. The oscillator strength of the lowest ex-
citation (n =1, n’=1) has a much weaker enhancement
of the oscillator strength [~N exp(—a/V'N) with
a=1/3ma, /8u] than in case (a).

IV. VERY LARGE OPTICAL NONLINEARITY

We will show very large nonlinear optical polarizabili-
ty which depends on the size of the microcrystallite.

J

)3
—1

(P(r,1)) =

The integrand is composed of the following eight terms:

(P(t)H'(t\)H'(t,)H'(t3)py) , (28a)
—(H'(t)H'(t;)poH' (1, )P(1)) (28b)
—(H'(¢t))H'(t3)pH'(1,)P (1)) , (28¢)
+{P()H'(t;)poH'(t,)H'(t,)) , (28d)

f

This enhancement originates from two conflicting con-
cepts. One is due to the size quantization of excitons.
The oscillator strength concentrates on the lowest
coherent excited state in case (a). This results in an
enhancement factor of L® for the third-order nonlinear
optical polarizability Xw; —0,0, —w) per microcrys-
tallite, i.e., the enhancement factor L3 for x** per unit
volume. The other enhancement comes from deviation
of the electronic excitation from an ideal harmonic oscil-
lator. When the size of the microcrystallite is reduced,
the latter effect increases while the former decreases.
The third-order optical polarization is evaluated as

' ,

f'mdt, f:mdtz f_:du(P(r,t)[H'(tl),[H’(tﬂ,[H’(t;),pO]]]. 27
[

—(H'(t ) H'(ty)poH'(13)P (1)) (28¢)

+{(P(OH'(1y)poH'(t)H'(1,)) , (28f)

+{(P()H (1, )poH'(t;)H'(1,)) , (28g)

—poH'(t3)H'(ty)H'(t,)P(1)) . (28h)

Here we consider only the resonant case in which the en-
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ergy of the incident photon #w is nearly equal to the first
excitation energy #iw, and neglect contribution to the
nonlinear polarization from the other levels and the an-
tiresonant components. The contribution of each term
in Egs. (16) to the degenerate four-wave mixing through
P is presented'? by the Feynman diagrams in Fig. 1.
Then, e.g., the first term of Eq. (28a) has two contribu-
tions:

(O|P(t)|1)C1|H'(t;)]|0)O|H'(£,)|1)
x{1|H'(t;)|0),
O|P() | 1)1 [H ()| 2)(2|H'(£,)| 1)
X (1| H'(t3)|0) .

These correspond, respectively, to diagram (1) |0){0|
and (1) |2)(2] in Fig. 1. We denote the ground state,
the excited states with an excitation and with two excita-
tions, respectively, by |0), | 1), and |2). Here we as-
sume the amplitude of the excited state to decay with a
decay constant .

Note that both the left- and right-hand side propaga-
ting states in the density operator are in the ground
states for the time interval between ¢, and ¢, in the dia-
grams of (1) |0)(0], (2), (7), and (8) |0){0| in Fig. 1.
Therefore these contributions to P®’ are canceled out by
those coming from the renormalization of the ground
state. As a result, we must pick up the connected dia-
grams (1) L2)<2 |, (4), and (6) in Fig. 1 for the emission
process X'*(w; —w,0, —w). Diagrams (3), (5), and (8)
|2){2| contribute to the third-order process of the
photon absorption X*( —w;w, —w,w). Here the electric
field E was assumed to be almost constant inside the

N
}:j: !
P!

110><0l MI2><2l (2)

|t
4
t

|

’

t
|

t
tw

tg t2

s
b
L

ts‘ tz‘

A

Ik

t3 H‘
(5) (6) (7)) (8)10><0] (8)i2><2!

FIG. 1. The Feynman diagrams of third-order optical polar-
ization under near resonant condition of exciton. Single and
double solid lines describe the propagation, respectively, of a
single exciton and of two excitons in a microcrystallite, and
thin lines that of the electronic ground state.
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quantum microcrystallite. Then we have the following
expression for X'*(w; —w,w, —w) per a single microcrys-
tallite:

[P [* ¥
(0 —wy+iT)w—wy—il) ¥
| P | @y —2iT)
#(w—wo+iD)w—wy—i TN wy—o+ oy, —iT)

(29)

X(3)=

Here I'=y 47’ is the transverse relaxation rate, y’, the
phase relaxation rate, and 2y the decay rate of the exci-
ton. #iw;,, =V, denotes the interaction energy of two
excitons in the microcrystallite. When the exciton in-
teraction #iw;,, and all the relaxation rates are negligible
in comparison with the off-resonance energy |w—wg|,
X3 w; —w,0, —w) vanishes. Under such a condition,
excitons behave as harmonic oscillators, which do not
show any nonlinear response. Under such an opposite
condition as w;, > | w—w, | , we have the enhanced opti-
cal nonlinearity shown in the following, which comes
from the second term of Eq. (29). As to the first term,
the enhancement of | P |* is partially compensated by
the radiative decay rate 2y in the denominator as will be
discussed in Sec. V. The third-order optical polarizabili-
ty X3} for such a microcrystallite as the interaction en-
ergy between two excitations becomes larger than the
off-resonance energy is given by

12
| Po |*

ﬁ:;(a)——(l)o)

AYH)

(3) 6
Xboxz N ’

(30a)

3

where we used the transition dipole moment for case (a)
given by Eq. (9). X'® per unit volume is

~ 12
2V'2
T

| Pev | N

X(3)=
(0 —wo)u’

(30b)

Here we assumed close-packed quantum boxes, the con-
centration of which is N, =L ~*=(uN)~3. For the Wan-
nier exciton in the box, p., should be replaced by
Pe®(0)u3/? in Egs. (30a) and (30b), where ¢(0) is the
amplitude at the origin of the electron-hole relative
motion. For the Wannier exciton in the quantum
sphere, we have the nonlinear optical polarizability X3’
similar to Eqgs. (30a) and (30b) with different numerical
factors:

1214
o _ |2 [P |*1400) | *° (31a)
Haphere= |2 | 7 lo—wr :
and X'® per unit volume is
17214 4 4,3
|Pey | " | 4(0) | "u
3_ |y |2 e 3
X¥= |2 P AL

For case (b), the transition dipole moment is indepen-

dent of the quantum number n so that X|)) per a quan-

tum box is
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4
3 = 2 _l_l_’_L (32)
box “ Hlo—0,)’

Here we have the same expression for X ‘Sf,,),e,e per a quan-
tum sphere. For such an off-resonant case as
|w—wy1 | > | onnn—@111 | » the denominator of Eq.
(32) is replaced by an average value (o —&)*> and X' per
unit volume becomes independent of N as

|pcu|4 3 r
#Ho—a) Nu?
_|pa |t

o—a) u®’

Y EL

where r is a volume fraction of the optically active ma-
terial. As a result, we have the very large enhancement
N3 of X'¥ only for case (a). When the excited state is ex-
pressed by Eq. (8), the squared transition dipole moment
| P|? is reduced by the factor u>/(ma’). This comes
from the fact that the Wannier exciton is formed by a
superposition of the Bloch states inside the sphere with a
radius (1/a) in the Brillouin zone. This is in contrast
with the case of a Frenkel exciton which has no such
reduction factor.

V. OBSERVATION OF ENHANCED
OPTICAL NONLINEARITY

Let us discuss the limitations for realizing very large
optical nonlinearity. First, the conditions for case (a)
must be satisfied so that

e?
—>>AE_AE, .
€xa

Here the energy separations of the conduction and
valence bands in the quantum box are given by Egs. (4)
and (5), and for the quantum sphere,

3miH?

AE,=E_(200)—E_(100)= TR

AE, =E,(200)~E, (100)= "~

where the arguments represent (n,/,m). Second, the sin-
gle lowest excited state is required to be dominant in X'*’
so that

3mlh?
2(me +mh )

1 1

filw—wy| << — or —
1 0| L2 R(z)

3

where the right-hand side denotes a quantization energy
of the center-of-mass motion of the exciton in the quan-

tum box or sphere. Third, in order to get enough devia-
J

1/2 172

€k,

e?

€uE!,

<N

e

172
E.
. exc
<min

»

tion of excitation from an ideal harmonic oscillator, the
interaction energy between two excitons'

2
a’fo

(m,+m,)* L*

m,m
_ b et h
Vint =8wE exc

for the quantum box and

2
a‘fo

me+m,, )2 RS

m,my

Vint =6ngc (
for the quantum sphere should be larger than the off-
resonant energy, where E® _ is the exciton binding ener-
gy and f, is the scattering amplitude. f, is equal to
3.3a for excitons in CuCL.!> The phase relaxation in the
electronic excitation y' also has an effect which makes
the excitonic excitations deviate from ideal harmonic os-
cillators. The third-order optical polarizability was de-
rived,'? taking into account the phase relaxation y’ in
the single excited state and the interaction between two
excitons in the double excited state, as shown by Eq.
(29).

Here we have considered that the second excitation in
the microcrystallite has the energy fiwg+ V. First we
see from Eq. (29) that X'*’ becomes finite when V,,, is of
the same order as or larger than the off-resonance energy
#fi|wy—w|. Second, as far as phase relaxation occurs
X'¥ is enhanced by the factor (y’/y) in addition to the
enhanced-oscillator-strength effect through the factor
|P|“. However, the radiative decay rate 2y is also
enhanced by the effect of the enhanced oscillator
strength in case (a):

2y =2y,AN?,

where 2y, is the radiative decay rate of the bulk exgt_gn,
A =(2V'2/7)" for the quantum box, and 4 =(2V'2/7)*
for the quantum sphere. On the other hand, the concen-
tration N, of the boxes and the spheres are, respectively,
N.=1/L* for the full-packed quantum boxes with the
side length L =uN, and N, =3r/4wR} for the quantum
spheres with the molecular concentration r, e.g., semi-
conductor spheres in glass or colloidal particles of the
semiconductor with the radius Ry=uN. As a result, the
first term of Eq. (29) becomes independent of N and loses
the enhancement due to the very large oscillator
strength.

We conclude that only when ¥V, becomes nearly
equal to or larger than the off-resonance energy
i| wo—w | , does enhancement of X' due to very large
oscillator strength occur effectively through the second
term of Eq. (29). Summarizing the conditions for
enhanced X*), N should satisfy the following inequali-
ties:

b 2
SﬂEexca f()memh

1/3
) (33)
ﬁr(l)—‘w0|u3(me+mh)2 I }
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where E. . =3m#/2(m,+m,)u’?, E!=3m"#/2mu’
and E, =3m*#*/2m,u’.

When we use the numerical values for the CuCl crys-
tal €=5.1, u=3.2A, a=66A, E’ =02 eV,
m,=0.5m, and m;, =2.0m, and choose the off-resonance
energy filw—wo| =5 meV, the condition (33) is
2 <<N <20. When we choose N =20, i.e., L =64 A, we
can expect enhancement of an order of 10“ for X 3’. If
we choose the situation of CdS and CdSe ¢,=8.5,
u=3.5A, a=30 A, E’,_=30 meV, m,=0.25m,
my=1.6m (m,,=0.7m, m, =5m), and #i| 0 —w,| =10
meV, we cannot find any N which satisfy Eq. (33).
(e0aE. /e?)!/? is 31 while (E, /#i| o—wq|)'/? is 27 and
[(87EL a’fou)/ (| 0—wy | u°M)]'/? is 26. However,
the enhanced-oscillator-strength effect works partially
even for N ~30 corresponding to Ry~ 100 A. Third-
order optical processes were observed in semiconductor-

3ped glasses 14-16  Jain and Lind observed'

1.3X 1078 esu for the color filter of CdS, 4Se, ; in
glass and X' ~3.4%10? esu for bulk CdS using light
with wavelength 0.53 um. The mole concentration of
CdS, ¢Seq,; in glass is estimated to be 1% so that we
have have an enhancement of 400 of X'* for the close-
packed quantum spheres. We need a more elaborate cal-
culation to evaluate the enhancement quantitatively for
the region in which the inequalities (33) are not satisfied.
The size of the semiconductor spheres doped in glass has
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dispersion. This also makes the theoretical comparison
difficult.

The very large optical nonlinearity presented in this
paper cannot be expected for microcrystallites of GaAs
and other III-V semiconductors. These have rather
lighter effective masses of electron and hole and larger
dielectric constant than in I-VII and II-VI semiconduc-
tors. As a result, the quantization energies of electron
and hole become easily larger than the exciton binding
energy so that the conditions of Eq. (33) are not satisfied.
In these materials, the band-filling effect and the screen-
ing effects due to the free carriers appear dominant un-
der strong pumping as discussed in Refs. 8 and 11. The
present enhancement of X due to the exciton quantiza-
tion is expected only for microcrystallites made of ma-
terials with the larger binding energy and the smaller
effective Bohr radius of excitons such as I-VII and II-VI
semiconductors, and only for such a low temperature as
kB T <<E gxc'
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