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Comprehensive studies on nonlinear refractive indices (n,) of SiO, films containing Si nanocrystals
and/or nanoclusters (SiO,: Si-ncs) are performed. The comparison of the nonlinear refractive indices
with the electron spin resonance signals reveals that defect states play a major role in the large n,
when the annealing temperature is low, i.e., when Si nanoclusters exist in films. On the other hand,
when Si nanocrystals are grown by high-temperature annealing, the contribution of defect states
becomes small and that of the quantized electronic states of Si nanocrystals becomes large. The
present results demonstrate that both the defect states and the quantized electronic states should be
taken into account to explain the origin of large n, of SiO,:Si-ncs and to optimize the structure to
maximize n,. © 2010 American Institute of Physics. [do0i:10.1063/1.3480821]

I. INTRODUCTION

Silicon dioxide (Si0O,) films containing silicon (Si) nano-
crystals have been attracting great attention as Si-based op-
toelectronic materials because of the high luminescence effi-
ciency in the visible and near infrared regions and the large
nonlinear optical responses.l’6 Since they can be prepared by
a conventional semiconductor technology such as
sputtering,6_8 chemical vapor deposition,3_5’9 and ion
implantation,l’z’10 they are considered to be one of the key
materials for future silicon-based nonlinear optical devices
such as all optical switches and modulators."!

In this material, Si nanocrystals are considered to be
responsible for the large nonlinear optical responses. In fact,
large nonlinear refractive indices (n,) have been reported in
various forms of Si nanocrystal salmples.l*alzf23 An example
is porous Si prepared by electrochemical etching of Si
wafers.'>"* Another one is laser ablated Si nanocrystals de-
posited on a quartz substrate®™!” and dispersed in organic
solvents."®!” In the case of Si0O, films containing Si nano-
crystals, large n, has been observed irrespective of the prepa-
ration procedures, i.e., plasma enhanced chemical vapor
deposition,3_5 sputtelring,6 and ion implantation.l‘2 The re-
ported values of n, are much larger than those of bulk Si
crystal  (~107'"% cm?/W) (Refs. 24-26) and SiO(
~107'% cm?/W),?"?® although they are distributed in a very
wide range ((~=10")=~10""% cm?/W)."*®

Because of the large variation in the reported values of
n,, comparison of experimental data with calculation is not
straightforward and thus the origin of large n, is not fully
elucidated. The most widely believed origin is the quantized
electronic states in nan0c1rystals.3_5 The enhancement of n,
by the quantum size effects has been discussed experimen-
tally and theoretically for a variety of semiconductor
nanocrystals.zgf34 In the case of Si nanocrystals in silica ma-
trices, strong enhancement of n, with decreasing the size is
predicted the,orf:ticallly.35’36 This has been proved, although
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quantitatively, by some experimental studies.>* Another pos-
sible origin of large n, is defects in or on the surface of
silicon nanocrystals. Vijayalakshmi et al.zproposed that sur-
face states contribute to large n, of Si nanocrystals. Takaga-
hara and Hanamura®’ reported that localization of excitons at
disorders or impurities enhances its oscillator strength, and
hence the nonlinear optical responses.

One of the purposes of this work is to distinguish the
contributions of quantized electronic states and defect states
to n, of SiO, films containing Si nanocrystals and/or nano-
clusters. To achieve this purpose, we prepare a large number
of samples in wide ranges of preparation parameters and
clarify the relation between the preparation parameters and
n,. For the characterization of samples, we perform electron
spin resonance (ESR) and Raman scattering spectroscopy.
We show that both defect states and quantized electronic
states contribute to n, and the relative contributions depend
on preparation parameters.

Il. EXPERIMENTAL PROCEDURE

In this work, we prepare SiO, films containing Si nano-
crystals and/or Si nanoclusters by a cosputtering method in
wide ranges of preparation parameters. As we discuss later,
depending on the preparation parameters, Si nanocrystals or
nanoclusters are formed in the films.”® Hereafter, we denote
both types of the samples as SiO,: Si-ncs.

Si and SiO, were simultaneously sputter-deposited in Ar
gas on a quartz substrate, and the deposited film (about
12 wm in thickness) was annealed in a N, gas atmosphere
for 30 min at temperatures from 600 to 1250 °C. The excess
Si concentration was changed from 6 to 22 vol %. The an-
nealing temperature strongly affects the sample
morphology.3 8 In as-deposited samples, very small amor-
phous Si nanoclusters are dispersed in a film. The number
and size of Si nanoclusters increase with increasing the an-
nealing temperature. When the annealing temperature

© 2010 American Institute of Physics
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FIG. 1. (Color online) Typical z-scan traces, (a) an open aperture, (b) a close
aperture, (c) the ratio, for the sample with the excess Si concentration of 22
vol % and the annealing temperature of 1150 °C. The peak intensity of the
incident light is 2.9 GW/cm?. Solid curves are the results of the fitting by
the z-scan model (Ref. 39).

reaches ~ 1000 °C, Si nanocrystals start to emerge. The ratio
of nanocrystals to nanoclusters increases at higher annealing
temperatures.

X-band ESR was measured by a conventional ESR spec-
trometer (JES-TE300, JEOL) at room temperature. The
modulation frequency and amplitude for ESR measurements
were 100 kHz and 320 G, respectively. The g value was
determined by using the signal from Mn>**/MgO powder as a
calibration reference. Raman measurements were carried out
in a conventional 90° scattering configuration by using a
triple monochromator equipped with a charge-coupled de-
vice detector. The excitation source was the 488 nm line of
an Ar-ion laser.

The nonlinear optical responses [, and two photon ab-
sorption coefficient (8)] of SiO,: Si-ncs were measured by a
z-scan method.** The excitation source was the mode-
locked Ti:sapphire femtosecond laser with the pulse width of
70 fs and the repetition frequency of 82 MHz. The photon
energy was varied from 1.52 to 1.66 eV. The incident beam
was focused on a sample by a lens with the focal length of 50
mm. The beam waist and diffraction length determined by a
knife edge method were 15 wm and 1 mm, respectively. The
peak intensity was lower than 12 GW/cm? to avoid thermal
effects.

lll. RESULTS AND DISCUSSION
A. Annealing temperature dependence of n, and 8

Figure 1 shows a typical result of a z-scan measurement;
(a) an open aperture (7,,), (b) a close aperture (T,), and (c)
the ratio (7,,/T,,). Open squares and solid curves represent
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FIG. 2. (Color online) Annealing temperature dependence of (a) n,, (b) B,
(c) ESR signal intensity, and (d) g value for series of samples with different
excess Si concentrations ((J: 6, O: 16, A: 22 vol %). In (b), B for the
samples with the excess Si concentration of 6 vol % and the annealing
temperatures of 600 and 700 °C are not shown because they are below the
detection limit.

experimental data and results of fitting by the model com-
monly used for the analysis of the z-scan measurement,
respectively. 39 Details of the analysis procedure are shown in
our previous papers O The results are well-fitted by the
model and thus the n, and the B are obtained with high
accuracy.

Figures 2(a) and 2(b) show annealing temperature de-
pendence of n, and S, respectively, for the samples with
three different excess Si concentrations. At almost all anneal-
ing temperatures studied, n, and B are larger for the samples
with larger amount of excess Si. For a fixed excess Si con-
centration, n, exhibits complicated annealing temperature
dependence. The dependence is similar for all series of
samples with different excess Si concentrations. When the
annealing temperature is low (<700 °C), n, is smaller than
that of as-deposited samples. At higher annealing tempera-
tures, it increases and reaches the maximum at around
800-900 °C, and then decreases. 3 shows similar annealing
temperature dependence. This complicated annealing tem-
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FIG. 3. (Color online) Annealing temperature dependence of (a) ESR spec-
tra and (b) Raman spectra for the samples with the excess Si of 22 vol %.

perature dependence of n, strongly suggests that the origin of
the large n, cannot be explained by a simple quantum con-
finement model. If only the quantized electronic states are
the origin of the large n,, n, should monotonously decrease
with increasing the annealing temperature because of the size
increase in Si nanoclusters or nanocrystals.35

As the origin of the large n, of SiO,: Si-ncs, defect states
are also considered.>*’ To study the correlation between the
defect density and n,, we performed ESR measurements.
Figure 3(a) shows ESR spectra for the samples with 22
vol % excess Si. We can see that the signal intensity depends
strongly on the annealing temperature. Figures 2(c) and 2(d)
show annealing temperature dependence of the ESR signal
intensity and the g value, respectively. Before discussing the
origin of the ESR signals in detail, we roughly compare the
annealing temperature dependence of the intensity with that
of n,. At the first glance, the annealing temperature depen-
dence of the ESR intensity is similar to that of n,. This
suggests that defects contribute at least partly to the n, and
B. However, if we closely compare Figs. 2(a) and 2(c), we
notice some differences. For example, above 900 °C, the
spin density, i.e., ESR signal intensity, decreases much faster
than n, and B. Furthermore, compared to n, and S, spin
density does not depend strongly on the excess Si concentra-
tion. In Fig. 4, n, is plotted as a function of the ESR signal
intensity. Although there exists a correlation between these
two values, the data are scattered more than one order of
magnitude. The large scattering of the data suggests that de-
fects are not an only origin of the large n,. We believe that
the contribution of the quantized electronic states of Si nano-
crystals or nanoclusters in addition to the defect states results
in the large scattering of the data.

B. Origin of large n, at different annealing
temperatures

From the above discussion, it is clear that defects play a
significant role in the large n, of SiO,: Si-ncs. Here, we iden-
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FIG. 4. (Color online) n, as a function of ESR signal intensity. The data of
all samples, i.e., different excess Si concentrations ((J: 6, O: 16, A: 22
vol %) and different annealing temperatures, are plotted.

tify the defects from ESR and Raman data. As shown in Fig.
2(d), the g value gradually increases up to 800 °C and,
above this temperature, it increases rapidly. The behavior of
the g value suggests the existence of different kinds of
defects.*' The signal with the g value of ~2.004 is usually
assigned to the defects in SiO, (EX center),"? while that with
the g value of ~2.006 to dangling-bonds at Si—SiO, inter-
faces (P, center).

A comparison of Figs. 2(c) and 2(d) leads us to the fol-
lowing model. As-deposited samples have a large number of
EX centers and they contribute to the large n,. The EX center
density decreases by annealing. This results in the decrease
in n, when the annealing temperature is relatively low
(600—700 °C). At around 800 °C, the signal from the P,
center appears and the density increases till ~900 °C. The
large n, in this range is thus considered to arise mainly from
P, centers. Above this temperature, the defect density de-
creases rapidly. Around the temperature where the defect
density decreases, Si nanocrystals start to grow. Probably the
decrease in the surface-to-volume ratio by the formation and
growth of nanocrystals results in the decrease in the defect
density. The evidence of Si nanocrystals formation is ob-
tained in Raman spectra. Figure 3(b) shows Raman spectra
for the samples with 22 vol % excess Si. Below 900 °C, the
spectra are amorphous-like, suggesting the existence of
amorphous clusters.* A crystalline peak (520 cm™) starts to
appear at 1000 °C and it becomes sharper at higher anneal-
ing temperatures. This evidences the growth of Si nanocrys-
tals and is consistent with the decrease in the ESR signal
intensity at the high annealing temperature range.

In the annealing temperature range where the growth of
Si nanocrystals is confirmed, the annealing temperature de-
pendence of the ESR signal intensity is different from that of
n, [Figs. 2(a) and 2(c)]. For example, at 1250 °C, despite a
very small defect density, the n, is relatively large. More-
over, despite almost the same defect density at 1250 °C for
the samples with different excess Si concentrations, n, is
larger for those with larger excess Si. These discrepancies
suggest the existence of other origins for the large n,. We
believe that in this annealing temperature range, quantized
electronic states brought by quantum size effects are the ma-
jor origin of large n, as have been predicted by some previ-
ous studies.>® In fact, in our previous work, we observed
size-dependence of n, for the samples annealed at high
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FIG. 5. (Color online) Photon energy dependence of (a) n,, (b) 3, and (c)
NFOM (n,/B\) for the samples with different excess Si concentrations ((J:
6, O: 16, A: 22 vol %). The data of samples annealed at 1150 °C are
shown.

temperatures.6 The experimental results agreed fairly well
with a calculation which took into account quantized elec-
tronic states of Si nanocrystals.35’36

C. Photon energy dependence of the nonlinear
optical properties of SiO,:Si-ncs

For optical switching and modulation applications of
large n,, nonlinear figure of merit (NFOM), n,/ B\, where A
is a wavelength, is proposed as one of the important param-
eters to deduce the device performance. Figures 5(a)-5(c)
show the photon energy dependence of n,, 8, and NFOM,
respectively, for the samples annealed at 1150 °C. Although
n, gradually decreases with decreasing the photon energy,
NFOM increases because of the rapid decrease in 8. Similar
photon energy dependence is observed for the samples an-
nealed at other temperatures.

Yildirim and Bulutay35’36 calculated the real part of third
order nonlinear susceptibility (Re x'*), which is proportional
to n,, of Si nanocrystals doped SiO, by an atomic pseudo-
potential approach. According to them, Re x slightly de-
creases from 800 to 1550 nm. They also show that the
NFOM drastically increases below the band gap energy of
Si-ncs. Although our measurements are limited to the range
from 1.52 to 1.66 eV, considering these reports and Fig. 5(c),
Si0,: Si-ncs are expected to show large NFOM at the com-

J. Appl. Phys. 108, 063512 (2010)

munication wavelength. In fact, Spano et al. 2 reported that
Si-ncs doped SiO,N thin films have a large n, at 1550 nm
(~5% 107" cm?/W).

IV. CONCLUSION

We performed comprehensive studies on third order non-
linear optical properties of SiO, films containing Si nano-
crystals and/or nanoclusters by changing the annealing tem-
perature and the excess Si concentration in wide ranges to
reveal the origin of large n, and 8. We demonstrated that n,
and B exhibit complicated annealing temperature depen-
dence. The detailed comparison of n, and ESR data revealed
that defect states play a major role in the large n, when the
annealing temperature is low, while their contributions be-
come small when Si nanocrystals are grown in the films by
high-temperature annealing. In the high-temperature anneal-
ing range, quantized electronic states of Si nanocrystals are
considered to be the major origin of the large n,. Therefore,
in SiO,: Si-ncs systems, to maximize n,, the structure and the
preparation parameters should be optimized by taking into
account both the quantized electronic states and the defect
states.
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