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LASER-EXCITED EXCITONIC LUMINESCENCE
OF NANOCRYSTALLINE TiO, POWDER

Titanium diozide (Ti02) nanocrystalline powders were prepared by the thermal hydrolysis
method in the form of pure anatase or rutile and were investigated by X-ray diffraction, X-
ray fluorescence, FT-Raman spectroscopy, optical absorption, and photoluminescence (PL)
methods. PL spectra were studied under the intense UV laser excitation at 387.1 nm (3.68¢V)
at room temperature. Some interesting features in the PL spectra including the well-resolved
peaks of excitonic and band-band transitions in TiOs were observed for the first time. It is
shown that PL bands with peaks at 2.71-2.81 eV and its phonon replicas in anatase and rutile
TiOs arise from the excitonic e- — h™ recombination via ozygen vacancies. The excitonic peak
at 2.91 eV is attributed to the recombination of self-trapped excitons in anatase or free excitons
in rutile TiO2. The PL peaks within 3.0-3.3 eV in anatase TiO2 are ascribed to indirect allowed
transitions due to the band-band e~ — h* recombination. The peaks at 3.03 and 3.26 eV are
attributed to the free exciton emission near the fundamental band edge of rutile and anatase

T102, respectively.
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1. Introduction

Nanostructured TiOs is a well-known wide-band
semiconductor material that is widely used in pho-
tovoltaics, photocatalysis, photosensors, ete. [1-3].
Physical properties of TiO, are essentially dependent
on synthesis methods responsible for its chemical pu-
rity and crystal form (anatase or rutile), as well as
on particle features such as crystallinity, shape, spe-
cific surface area, and surface chemistry [2]. They
also depend on the defect states in the crystal lat-
tice of TiO, which affect the excitation and relax-
ation of photoexcited carriers [3]. In TiO. studies,
the laser-excited photoluminescence (PL) technique
is often used to investigate the structure and proper-
ties of the active sites on the surface, the efficiency of
the charge carrier trapping, migration, and transfer
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in order to understand the behavior of electron-hole
pairs in TiO», because of its high sensitivity and non-
destructive character [4, 5]. However, as reported in
the literature, it is difficult to observe any PL emis-
sion at room temperature for the bulk TiO,, even in
the single crystal state, due to its indirect transition
nature [6].

The low-temperature PL for anatase TiOs crys-
tals with a broad emission band at 2.3 eV was ob-
served by Tang et al. [7], and it was attributed to
the recombination of self-trapped excitons (STE) [8].
De Haart and Blasse [9] ascribed a sharp peak ob-
served at 3.01 eV in low-temperature PL spectra of
rutile TiOy crystals to the free exciton emission, and
a broad band at 2.55 eV to the bound exciton due to
the trapping of free excitons by Ti groups near the de-
fect states. Amtout and Leonelli [10] suggested that
the photoresponse near the band gap in the range at
2.7-3.0 eV originated from the phonon replicas of the
1s exciton.
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The temperature dependences of PL spectra for
polydisperse anatase and rutile TiOy were studied in
the range 5-180 K by Melnik et al. [11]. It was shown
that polydisperse anatase has two PL bands at 3.1
and 2.3 eV, whereas polydisperse rutile has one PL
band at 3.0 eV. With increasing temperature from
5 K to 140 K, the intensity of both PL bands de-
creases.

The room-temperature PL for nanostructured
TiOs was studied in several works. Serpone et al. [12]
explored the PL of anatase TiO, colloidal particles
with different sizes and found that PL occurs from
the shallow trap levels located between 0.41 and 0.64
€V below the conduction band (CB). Saraf et al. [13]
found that the narrow PL emission of anatase TiO»
powder originated from the STE on TiOg octahedra.

In this work, we studied the PL of single-phase
nanocrystalline anatase (A) and rutile (R) TiO2 pow-
ders at room temperature. The high-purity R and A
TiO, samples were synthesized by the thermal hy-
drolysis method and characterized by X-ray diffrac-
tion, FT-Raman, UV-vis optical absorption, and PL
spectroscopy. The data obtained for the studied TiO»
samples by different techniques were compared, and
the relationships between the structural and PL prop-
erties for A and R modifications were analyzed.

2. Experimental
2.1. Samples preparation

For the research, we prepared high-purity polydis-
perse nanocrystlline TiO, powders with R and A
structures. The TiO», samples were synthesized by
the thermal hydrolysis of TiCly hydrochloric acid so-
lutions at 100°C in the presence of R or A colloidal ti-
tanium nuclei [14]. For instance, the TiCly hydrochlo-
ric acid solution (100 g/l TiO2) with 3.0 TiO,/HCl
relative molar concentration was added with 3 wt.%
colloidal titanium nucleus of rutile, kept at 100" C
for 3 h, and cooled down to room temperature. The
residual precipitate was filtered and calcined at 200°C
for 5 h. The obtained TiO, samples were thoroughly
washed with bi-distilled water up to pH = 6.5 and
thermally treated in air at 300°C.

2.2. Experimental methods

The structural properties and phase composition of
the synthesized TiO- samples were determined by X-
ray diffractometry (XRD) using a DRON-2 diffrac-
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tometer with Cug,(A = 1.5406 A) and Cogs(A =
1.7902 A) radiation. The mean crystallite sizes of A
and R TiO, were evaluated from the A (101) and
R (110) diffraction peaks using the Debye—Scherrer
formula

D = K\/Bcosb, (1)

where D is the mean crystallite size, K is the con-
stant which is taken as 0.89, X is the wavelength of
the X-ray radiation, J is the reflection full width
at half maximum (FWHM), and 6 is the diffrac-
tion angle. The specific surface area of TiO2 sam-
ples was measured by the Brunauer—-Emmett—Teller
(BET) method similar to [11].

FT-Raman spectra of TiOs samples were measured
with a Bruker IFS-88 spectrometer (spectral range of
3804000 cm !, 2 cm ! spectral resolution) equipped
with an FRA-106/S attachment with a Nd:YAG laser
(A = 1.064 pm, 300 mW power) and an InGaAs de-
tector using the backscattering geometry of measure-
ments.

The UV-vis absorption and PL spectra of TiO,
samples were measured by a portable multichan-
nel optical spectrum analyzer Solar SL40-2 (3648-
pixel CCD sensor TCD1304AP, diffraction grating
600 1/mm, spectral resolution ~0.3 nm). UV-vis ab-
sorption spectra were recorded in the spectral range of
220-750 nm using DDC-30 deuterium (A; pax = 245
nm, Apax = 311 nm) and DKSH-1000 xenon (Aex =
= 472 nm) lamps as the light sources. The PL spec-
tra of TiO, samples were excited by a pulsed N, laser
(Aex = 337.1 nm, pulse energy 50 uJ, pulse duration
7 ns, repetition rate 50 Hz, beam aperture ~1 mm).
The special optical interference filters were used to
discriminate the laser light and the laser-excited lu-
minescence. PL was measured in the backscatter-
ing configuration. The samples for UV-vis absorption
studies were prepared using the KBr pellet technique
with a TiO2/KBr ratio of ~0.1 wt.%. All measure-
ments were carried out at room temperature.

3. Results and Discussion
3.1. XRD analysis

According to XRD characterization (Table 1), the
prepared A and R TiOs samples have a well crys-
tallized pure-phase structure. The mean sizes of
nanocrystallites in polydisperse TiOs powders, deter-
mined from XRD patterns under Cug, irradiation,
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Table 1. Characterization of prepared TiO2 samples

Crystal Calculation Mean crystallite Stoichiometry .

S 1 ) 2
Ampres structure temperature, °C size (£3), nm (£0.01) BET, m*/g
A Anatase 300 °C 13 1.98 137
R Rutile 300 °C 21 1.99 15

Table 2. Raman active optical phonon modes of rutile and anatase TiO2 samples

Rutile Anatase
Raman shift (cm~1) | Assignment | Published data (cm~!) | Raman shift (cm~!) | Assignment | Published data (cm™1)
144 Big 143, 144°, 143° 146 Ey 153%, 147°
235 - 245%, 2350 194 Ey 201%, 198°
445 Ey 443%, 448 447¢ 395 Big 402%, 400°
610 Aig 612%, 6120, 612¢ 514 Aig, Big 5224 515°
826 Bay 833, 8270, 826°¢ 636 Eyq 643, 640°

“[16], *[17],°[15].

Intensity, arb.u.

0.0

400 600 800

Raman shift, cm-1

200

Fig. 1. Raman spectra of anatase A (1) and rutile (2) powders
appeared to be equal to 13 and 21 nm for A and R
samples, respectively (see Table 1).

3.2. FT-Raman spectroscopy

The room-temperature FT-Raman spectra of the pre-
pared A and R TiO» powders are typical of A and R
crystalline phases (Fig. 1). In the Raman spectra of
R TiO,, three Raman-active optical phonon modes at
144, 445, and 610 cm ! are well observed. According
to [15], these fundamental phonons are attributed to
the By, E4, and A;, modes, correspondingly. The
low-intensity Raman mode with Bs, symmetry cen-
tered at 826 cm ™! is poorly observed in our measure-
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ments. A noticeable broad band at 235 cm™! ob-
served in R TiO, does not coincide with any theoret-
ical calculations for the fundamental modes allowed
by symmetry in this phase. The nature of this Ra-
man band is discussed in the literature [15-17], and
it is suggested that it might be either second-order or
disorder-induced scattering.

In the Raman spectra of A TiOs, five Raman-active
optical phonon modes are observed: 146 cm™—* (E,),
194 em™' (E,), 395 cm™! (Byy), 514 cm™! (com-
bination of A, and Bj, that cannot be resolved at
room temperature [15]), and 636 cm™' (E,). The fre-
quencies of Raman-active modes, their assignment,
and reference data on the powder [16, 17] and sin-
gle crystal [15] for R and A TiOy are summarized in
Table 2.

It is well established [18] that the position of the
E, Raman mode for A TiO, between 143 and 147
cm~! depends on the stoichiometric ratio O/Ti. For
R TiO., the phonon mode E, (446 cm™'), attributed
to in-plane bands of O-O bond [18], is also sensitive
to the presence of oxygen vacancies in TiO». Based
on the measured F, peak position and its half-width
(Fig. 1), the stoichiometry was determined for the
studied A and R TiO2 samples (Table 1).

3.3. UV-vis absorption spectroscopy

In the room-temperature UV absorption spectra,
several peaks and features near the UV absorption
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edge (2.8-3.4 €V) are observed both for A and R
TiO, samples (Fig. 2) centered at 2.80, 2.85, 2.91,
292, and 2.93 eV (Fig. 2, inset). Some of these
bands were previously observed by Ghosh et al.
[19] under the thermal excitation of rutile single
crystals. Khomenko et al. [20] have also observed
weak absorption bands between 2.3 eV and 2.9 eV
and assigned them to d — d transitions associated
with Ti3* localized states. It was suggested that the
mentioned UV absorption peaks can be associated
with the existence of defect levels inside the band
gap. According to Daude et al. [21], the energy of the
lowest phonon-assisted indirect allowed (IA) transi-
tion from the valence band (VB) to the conduction
band (CB) is 2.91 eV. We suggest that, in our case,
the UV absorption peaks at 2.91-2.93 €V can be as-
signed to the overlapping of the lowest-energy funda-
mental absorption and absorption by various defect
states, e.g. Ti*t localized states or electron transi-
tions from different trap levels associated with oxygen
vacancies.

One can see that A TiO» shows an exponential ab-
sorption edge at hv > 3.0 eV, which is much less
steeper than that of R TiO;. The differences in
the UV-vis absorption spectra for A and R in this
area originate from the different nature of excitons
in these structures, namely, free excitons in R and
self-trapped excitons in A TiO, [6]. Similar absorp-
tion spectra were observed at low temperatures for a
single crystal TiO2 [22] but, to the best of our knowl-
edge, we observed the absorption spectrum for the
first time for a nanocrystalline TiOs powder at room
temperature.

As is seen in Fig. 2, the features at 3.05, 3.10, and
3.20 eV are characterized by changing the slope of
the tangent to the absorption curve. According to
Daude et al. [21], these features can be associated
with the fundamental (or intrinsic) absorption of R
or A TiOs. Thus, the features at 2.91 and 3.05 eV can
be assigned to indirect allowed (TA) transitions from
the edge to the center of the Brillouin zone, namely,
Xiq = I'1p, and Xop — T'yy, respectively. The features
at 3.10-3.20 eV and above 3.2 €V can be assigned to
the I's — X; IA transition and the onset of a direct
allowed (DA) optical transition, respectively. Analo-
gous observations of direct and indirect transitions in
TiO, were also reported for single crystals by Vos and
Krusemeyer [23] and for colloidal anatase particles by
Serpone et al. [12].
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3.4. PL spectroscopy

Figures 3 and 4 show the room-temperature PL spec-
tra of the R and A TiO> powders. In the spectral
range from 2.3 to 3.3 eV, a broad PL band is observed
along with the presence of well-resolved narrow peaks.
It is known that the PL intensity and the band struc-
ture depend on the excitation source power. With
the use of ordinary commercial fluorimeters, a broad
emission with a sharp peak at 2.91 eV [9, 12, 24-26]
can be observed. The authors of [7, 11, 27, and 28]
reported only a broad structureless emission in this
range.

As was shown by Abazovic et al. [29], two intense
peaks at 2.92 and 2.84¢eV in TiOy PL were registered,

Absorbance (arb.u.)

Photon cnergy (cV)

T T T T T T T T T
2.8 3.0 3.2 3.4 3.6 3.8 4.0
Photon energy (eV)

Fig. 2. UV-vis absorption spectra for rutile R (1) and anatase
A (2) TiO2. The dash lines show the tangent to the absorption
curve. The inset displays the absorption spectra in 2.7-3.08 eV
range
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PL intensity, arb.u.
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o
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Fig. 3. PL spectrum of rutile sample
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Fig. 4. PL spectra of anatase sample

when the power of a diode-pumped Nd:YAG laser
was increased up to 70 mW and more. Amtout and
Leonelli [10] used a tunable dye laser (pumped by
a pulsed XeCl laser) with the intensity per pulse of
about 2.5 x 106 W-cm 2 to excite the PL in rutile sin-
gle crystals. They observed a well-resolved PL struc-
ture with six peaks at low temperatures (12-200 K).
In our case, the pulse intensity of an Ny-laser is signif-
icantly higher (up to 4.4 x 10'Y W-cm~2), so we are
able to register the PL peak at 2.91 eV along with
other peaks forming a well-resolved band structure.
To our knowledge, such a fine structure was not ob-
served earlier in the PL spectra of TiOs at low or
room temperatures.

The PL peak positions observed for R and A TO,
samples in Figs. 3 and 4 are similar, but the rela-
tive intensities of these peaks are different. We as-
sume that the differences in the emission intensity
from the R and A TiO» are connected with the dif-
ferent nature of excitons involved in the PL. Note that
the high-power laser irradiation could promote phase
transformation from anatase to rutile, as recently ob-
served in TiO, powders [30, 31]. However, it was
shown that, in air or oxygen atmosphere, the laser ir-
radiation was unable to activate any phase transition
in TiO2. Anatase keeps stable under the cw Nd:YAG
laser irradiation with energy up to 10° J/cm?, well
above the threshold required to induce the anatase-
to-rutile phase transition without oxygen or at low
pressure. In our study, the energy load on the TiO,
sample was about 300 J/cm?, i.e. by more than 1000
times less than in the above-mentioned works. Thus,
the possibility of the anatase-to-rutile transformation
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can be neglected. To our knowledge, no overheating
or degradation of the samples was observed in exper-
iments with other semiconductor oxides [32], when
used a similar pulsed N5 laser technique as in our
work, due to the Ny laser short pulse duration and
the low repetition rate.

3.4.1. Ezxcitonic PL

Considering the PL spectra in Figs. 3 and 4, one
can see that, as compared with A TiO, (Fig. 4), the
PL of R TiO, (Fig. 3) shows a marked increase of
the emission in the range 2.3-2.6 €V. This emission
was observed also in other works, and it is usually
attributed to PL from TiO, surface states [33]. Some
PL peaks in the region 2.7-3.0 €V can be attributed
to the e~ — AT recombination of photoinduced elec-
trons and holes. The energies of two sharp peaks
at 2.71 and 2.75 eV are very close to the trap en-
ergy levels located at 0.41-0.64 eV [12] below the CB,
which were attributed to the oxygen vacancies with
two trapped electrons (F-center) [28, 34]. The oxygen
vacancies are a kind of intrinsic defects in the TiO»
lattice forming intermediate energy levels within the
TiO, band gap [35], which act as recombination cen-
ters for photoinduced electrons and holes. Therefore,
this emission can arise from the e~ — h™ recombina-
tion via oxygen vacancies. The strong excitonic PL
peak at 2.91 eV can be reasonably attributed to the
recombination of STE or free excitons, as frequently
observed in different TiOy structures: single crystals
[7, 9], nanoparticles [13], and colloidal nanoparticles
[12, 29].

As is seen in Figs. 3 and 4, the PL excitonic peaks
(EX) in R and A TiO, powder show a well-resolved
fine structure. The differences in energy between
the adjacent peaks in R TiOs PL are approximately
equal to the values A = 22 meV (183 cm™!) or
A; = 48 meV (387 cm!). These values correspond
tov; = 183 cm! (TO E,) and v, = 388 cm!
(TO E,) phonons in the IR spectra of TiOs sin-
gle crystals [15]. The differences in energy between
the adjacent peaks in A TiOs PL spectra are close
to the values of Ay = 17 meV (142 ¢cm™!) and
As =24 meV (193 cm ') that correspond to Raman-
active optical phonon modes v3 = 146 cm ! (E,) and
vs =194 cm™! (E,) (Fig. 1, Table 2).

Table 3 summarizes the observed excitonic PL
emission peaks and their assignment to R and A TiO»
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Table 3. Raman active optical phonon modes of rutile and anatase TiO2 samples

Rutile Anatase
hv, eV hVex — hv, meV Assignment hv, eV hvex — hv, meV Assignment
2.998 —87 EX + 41, 3.015 -97 EX + 4vy
2.981 =70 EX + 3v1 2.991 -73 EX + 3v4
2.953 —42 EX + 2v1 2.964 —46 EX + 2u4
2.931 -20 EX + 11 2.940 —22 EX 4+ vy
2911 - EX 2.918 - EX
2.868 43 EX —va 2.900 18 EX — 4vs
2.840 66 EX —vy —v; 2.871 47 EX —v3 — vy
2.819 92 EX —vs — 211 2.852 66 EX —v3 —2u4
2.806 - EX1 2.823 95 EX —v3 — 34
2.756 - EX2 2.764 - EX1
2.736 20 EX2 —v; 2.721 EX2
2.713 - EX3
2.665 48 EX3 —v2
2.640 73 EX3 —vo — 11
2.621 92 EX3 —vy — 21

optical phonon modes. Thus, the EX peaks and their
phonon replicas arise as a result of the strong exciton-
phonon interaction in the TiO, structure under the
high-power N,-laser excitation. It is worth mention-
ing that our results correspond well with the results
of [9, 10], where the exciton-phonon interaction was
observed for R TiO- single crystal at low tempera-
tures. The peaks at 2.957 and 2.902 eV [8], as well
as 2.989, 2.977, 2.934, 2.839, and 2.737 eV [10], were
attributed to the phonon replicas of free excitons.

3.4.2. Band-to-band PL

The PL of the studied TiOs samples in the high-
energy part of the spectra at hv > 3.0 eV (Figs. 3
and 4) can be ascribed to the band-to-band electron
transitions from CB to VB with assistance of the ab-
sorption or emission of phonons. According to Daude
et al. [21] and comparing with the optical absorp-
tion spectra (Fig. 2), the PL peak at 3.05 eV can
be ascribed to IA transitions I'jp — Xs,. The PL
peaks at 3.10 and 3.17-3.19 eV correspond to the in-
direct transition Xy, — I's. Thus, the same electronic
transitions are involved in the optical absorption and
photoluminescence processes. Some differences in the
PL of R and A TiOs due to different band structures
can be noticed in the range 3.20-3.30 eV. The peak
at 3.24 €V in the PL spectra of rutile (Fig. 3) can be
ascribed to the onset of the DA transition X; —X;
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[19]. The PL peak at 3.26 eV in anatase (Fig. 4)
corresponds to a band gap of 3.29 eV for A TiO,
[36] and can be ascribed to the free exciton emission
(FEE) near the band edge. Notice that the PL peak
at 3.03 eV in rutile (Fig. 3) is not clearly seen in
PL measurements, and it has never been observed in
R TiO5 at room temperature before. However, this
peak was observed in R TiO, at low temperatures [9]
and was ascribed to FEE.

The anti-Stokes emission within 3.01-3.3 eV ob-
served in R TiOs under the N, laser irradiation
(hv = 3.68 €V) shows that excited electrons at the
top level of the CB can be transferred not only to the
bottom of the CB, but also on the relatively stable
levels located higher than the CB bottom. We be-
lieve that the nature of the anti-Stokes PL emission
in TiO2 is rather complicated and requires further
researches. However, in general, the results of this
study correlate with our previous research of TiO,
nanocrystalline powders [36-37].

4. Conclusions

We studied the laser-excited room-temperature PL
of nanocrystalline anatase and rutile TiO2 powders
prepared by the thermal hydrolysis method. Us-
ing a high-intensity N, laser excitation, we observed
the well-resolved peaks of PL emission of excitonic
and band-to-band transitions in both A and R TiO,
samples.

253



L. Kernazhitsky, V. Shymanovska, T. Gavrilko et al.

The sharp PL peaks at 2.71-2.81 eV arise from the
excitonic e~ —hT recombination via oxygen vacancies
in the TiOs structure. The strong excitonic PL peak
at 2.91 eV is attributed to the recombination of self-
trapped excitons in anatase or free excitons in rutile.
The TO E, (22 meV) and TO E, (48 meV) phonons
in rutile and E; (17 meV) and E,; (24 meV) optical
phonons in anatase and their replicas are observed
as a result of the strong exciton-phonon interaction
under the intense UV laser excitation.

The PL peaks within 3.03-3.26 ¢V in A and R TiO,
are ascribed to indirect and direct phototransitions,
which arise from the band-to-band e~ — h™ recom-
bination. The PL peaks, located at 3.03 eV in rutile
TiO; and at 3.26 €V in anatase, can be attributed to
the free exciton band edge emission.

The work was supported by the National Academy
of Sciences of Ukraine under the Research Pro-
gram “Nanophysics and Nanoelectronics” (Project
No. VC-157).

1. X. Chen and S.S. Mao, Chem. Rev. 107, 2891 (2007).

2. A. Fujishima, X. Zhang, and D.A. Tryk, Surf. Sci. Rep.
63, 515 (2008).

3. U. Diebold, Surf. Sci. Rep. 48, 53 (2003).

4. M. Anpo and Y. Kubokawa, Rev. Chem. Intermed. 8, 105
(1987).

5. D.K. Pallotti, E. Orabona, S. Amoruso, C. Aruta, R. Bru-
zzese, F. Chiarella, S. Tuzi, P. Maddalena, and S. Lettieri,
J. Appl. Phys. 114, 043503 (2013).

6. L. Chiodo, J.M. Garcia-Lastra, A. Iacomino, S. Ossicini, J.
Zhao, H. Petek, and A. Rubio, Phys. Rev. B 82, 045207
(2010).

7. H. Tang, H. Berger, P.E. Schmid, and F. Levy, Solid State
Commun. 87, 847 (1993).

8. M. Watanabe, T. Hayashi, H. Yagasaki, and S. Sasaki, Int.
J. Mod. Phys. B 15, 3997 (2001).

9. L.G.J. De Haart and G. Blasse, J. Solid State Chem. 61,
135 (1986).

10. A. Amtout and R. Leonelli, Phys. Rev. B 51, 6842 (1995).

11. V. Melnyk, V. Shymanovska, G. Puchkovska, T. Bezrodna,
and G. Klishevich, J. Mol. Struct. 744-747, 573 (2005).

12. N. Serpone, D. Lawless, and R. Khairutdinov, J. Phys.
Chem. 99, 16646 (1995).

13. L.V. Saraf, S.I. Patil, S.B. Ogale, S.R. Sainkar, and

S.T. Kshirsager, Int. J. Mod. Phys. B 12, 2635 (1998).

V.V. Shimanovskaya, A.A. Dvernyakova, and V.V. Strelko,

Izv. AN SSSR, Neorg. Mater. 24, 1188 (1988).

15. S.P.S. Porto, P.A. Fleury, and T.C. Damen, Phys. Rev.
154, 522 (1967).

14.

254

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

. M. Gotic, M. Ivanda, S. Popovic, S. Music, A. Sekulic,
A. Turkovic, and K. Furic, J. Raman Spectr. 28, 555
(1997).

U. Balachandran and N.G. Eror, J. Solid State Chem. 42,
276 (1982).

J.C. Parker and R.W. Siegel, Appl. Phys. Lett. 57, 943
(1990).

A.K. Ghosh, F.G. Wakim, and R.R. Addiss, jr., Phys. Rev.
184, 979 (1969).

V.M. Khomenko, K. Langer, H. Rager, and A. Fett, Phys.
Chem. Miner. 25, 338 (1998).

N. Daude, C. Gout, and C. Jouanin, Phys. Rev. B 15, 3229
(1977).

H. Tang, H. Berger, P.E. Schmid, and F. Levy, Solid State
Commun. 92, 267 (1994).

K. Vos and H.J. Krusemeyer, Solid State Commun. 15, 949
(1975).

M. Anpo, N. Aikawa, Y. Kubokawa, M. Che, C. Louis, and
E. Giamello, J. Phys. Chem. 89, 5017 (1985).

Y. Zhu, C. Ding, G. Ma, and Z. Du, J. Solid State Chem.
139, 124 (1998).

F. Dong, W. Zhao, Z. Wu, and S. Guo, J. Hazard. Mater.
162, 763 (2009).

T. Sekiya, M. Igarashi, S. Kurita, S. Takekawa, and M. Fu-
jisawa, J. Electron. Spectrosc. Relat. Phenom. 92, 247
(1998).

K.V. Baiju, A. Zachariah, S. Shukla, S. Biju, M.L.P. Red-
dy, and K.G.K. Warrier, Catal. Lett. 130, 130 (2009).
N.D. Abazovic, M.I. Comor, M.D. Dramicanin, D.J. Jo-
vanovic, S.P. Ahrenkiel, and J.M. Nedeljkovic, J. Phys.
Chem. B 110, 25366 (2006).

H-Y. Lee, W-L. Lan, T.Y. Tseng, D. Hsu, Y-M. Chang,
and J.G. Lin, Nanotechnology 20, 315702 (2009).

P.C. Ricci, C.M. Carbonaro, L. Stagi, M. Salis, A. Casu,
S. Enzo, and F. Delogu, J. Phys. Chem. C 117, 7850
(2013).

A.N. Gruzintsev and W.T. Volkov, Semiconduct. 45, 1420
(2011).

N.M. Rahman, K.M. Krishna, T. Soga, T. Jimbo, and
M. Umeno, J. Phys. Chem. Solids 60, 201 (1999).

Y. Lei, D. Zhang, G.W. Meng, G.H. Li, X.Y. Zhang,
C.H. Liang, W. Chen, and S.X. Wang, Appl. Phys. Lett.
78, 1125 (2001).

A. Janotti, J.B. Varley, P. Rinke, N. Umezawa, G. Kresse,
and C.G. Van de Walle, Phys. Rev. B 81, 085212 (2010).
L. Kernazhitsky, V. Shymanovska, T. Gavrilko, V. Nau-
mov, V. Kshnyakin, and T. Khalyavka, J. Solid State
Chem. 198, 511 (2013).

L. Kernazhitsky, V. Shymanovska, T. Gavrilko, V. Nau-
mov, and V. Kshnyakin, Ukr. J. Phys. Opt. 14, 15 (2013).

Received 1.10.2013

ISSN 0372-400X. Vxp. ¢is. orcypn. 2014. T. 59, o 3



Laser-Ezcited Excitonic Luminescence

JI. Kepraocuyoriti, B. llumanoscvra, T. [aspuako,
B. Haymos, JI. edopenro, B. Kwnarin, 5. Bapan

3BY/I2KEHA JIABEPOM
EKCUTOHHA JIIOMIHECIEHIIIA
HAHOKPUCTAJITYHUX ITOPOIIKIB TiO»

Peswowme

OnruyHe noryimHaHHs i (POTOJOMIHECHEHIST JIOKCUy THTA-
ny TiOs BuBuasuca npu KimMHaTHI# Temmneparypi. Hanokpu-
crasiuai mopomku TiO2 Gynu curTe30BaH] 31 CTPYKTYpPOIO Tu-
cTOro aHaTasy abo pyTuiay. 3pa3ku OysiI0 JOCITiIKEeHO MeTO-
JJaM¥ PEHTreHIBChKOT nudpaxilii, peHTreHiBCchbKol (iryopecieH-
1if, ciekTpockorii KoMbiHALiHOrO PO3CiroBaHHsI CBiTJIA, OITH-
qHOro noryimHauug i doronrominecrenmii (®JI). Cuexrpu DJI
nocaikysanucs npu inrencuBEOMy Y@ (3,68 eB) 30ymxen-
ui N2 mazepom. [leaki mikasi ocobsmBocti B cuekrpax PJI, B
TOMY 49HCJi HKH €KCHTOHHEX i Mik3omHEHX mepexoxis B TiOz
3 BHCOKHM CIEKTPAJbHUM DO3IiIE€HHSM, CIOCTEPIrajancs, 3a
HaImuMu JaHuMu, Bhepme. [lokazano, mo cmyru @JI, B TO-
My gwmciai mikm mpum 2,71-2,81 eB, i ix ¢ononni moBTOpenH:
B cmekTpax aHartasly i pyruny TiO BHHHKAIOTH BHACIIIOK
excuToHHOT e~ — hT pexombGinamii nmo6/M3y KHCHEBUX BaKaH-
ciii. Exkcuronnuii mik npu 2,91 eB Bigneceno mo pekombizarrii
aBTOJIOKAJII30BAHUX €KCHTOHIB B aHaTa3i ab0 BITbHUX €KCHUTO-
i B pyrmiai TiOg. Iliku ®JI y mexax 3,0-3,3 eB B amara-
3i TiO2 OpUNKCaHO 10 HEIPSIMHUX JO3BOJIEHHX IIEPEXO/iB BHA-
caigok 3oma-30ma e~ — h1 pexombinamii. Iliku npu 3,03 eB i
3,26 eB BimHeceHo 1o ewmicii BiIbHUX €KCHUTOHIB 1mobgu3y yH-
TaMEHTAJIBHOIO KPAIo NOIIHHAHHS pyTuiy i anarady TiOg Big-
noBigHO. OGroBopeHo BiinB KpucTaaigHol crpykrypu TiO2 Ha
cunexktpu PJI.
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BO3BY2KJIEHHA JTASEPOM
9KCUTOHHASA JIIOMWUHECIHEHII A
HAHOKPUCTAJIIMYECKHUX ITOPOIIKOB TiO»

Pesmowme

IIpu KoMHATHOM TEeMIeparype ObLIN HCCIIeA0BAHBI OITHYECKOE
MOrJIoIeHne U (POTOTIOMUHECIIEHITUSA AHOKCHIa TuTaHa 1i0».
Hanokpucrammuyueckue mopomku TiO2 OblM CHHTE3UPOBAHBI
B BHJI€ YUCTOrO aHara3a mju pyrusa. Obpasibl UCCIeI0BAIH
MeTOJaMH DPEHTIe€HOBCKOM IudpaKIuyu, PeHTTeHOBCKOM (diryo-
PEeCLIEHIIMH, CIIEKTPOCKOINH KOMOUHAIMOHHOIO PACCEsIHUSI CBE-
Ta, ONTHYECKOro moromenus u doromomunecuennun (DJI).
Cnexkrpsr @JI uccaenosanu npu uareHcuBHOM Y@ (3,68 5B)
BO30yxkeHun Na Jazepom. B cnekrpax @DJI Buepsbie, 10 Ha-
OIMM JAaHHBIM, HaOJIIOJAJINCh HEKOTOpble MHTEPECHBbIE 0COOEH-
HOCTI/I7 B TOM 4YHCJI€ IIHMKH IKCUTOHHBIX U ME>K30HHBIX Hepexo—
moB B TiO»2 ¢ BbICOKHM pa3pemenueM. Iloka3zano, 9TO 1moJo-
cot @JI, B Tom uwmcie nuku upu 2,71-2,81 3B, u ux ¢HoHOH-
Hble IOBTOPEHHSI B CIHEKTPax aHara3a u pyrwmiaa TiOz Bo3HH-
KAIOT BCJIEJCTBHE SKCUTOHHOH e~ — hT pexombunaryuu BOIH3H
KHCJIOPOJHBIX BAaKAHCHU. DKCUTOHHBIN muk npu 2,91 3B mpu-
MHUCHIBAETCS PEKOMOMHAIINN aBTOJIOKAJIM30BAHHBIX S9KCUTOHOB B
aHaTa3e Uau CBOOOTHBIX 3KCUTOHOB B pyTuie TiOs. ITuku @JI
B npezenax 3,0-3,3 3B B anaraze TiOg oTHeceHb! K HEIPSIMBIM
pa3pelIeHHEIM IepexoJaM BCAeACTBHE 30Ha-30Ha e~ — hT pe-
xoMmOunanuu. Iluku opu 3,03 3B u 3,26 3B ormecensl k smuc-
cuu CBOOOMHBIX SKCHUTOHOB BOMM3M (BDYHIAMEHTAIBHOIO Kpas
morJiomeHus pyTtusa u anara3a 1iO2 coorBercTBeHHO. Ob6CY-
2KJIGHO BJIASIHHE KPUCTAJUINIECKO# cTpykTyper TiOg ma cme-
KTpel DJI.
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