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Zinc oxide nanoparticles (ZNPs) are synthesized onto glass substrates by employing simple and low
cost solution based modified polymer assisted deposition (PAD) method. Trionx100 is used as a capping
agent and zinc acetate as the zinc source. TritonX100 concentration is varied from 0.02 to 0.45 M for the
synthesis of pure ZnO NPs. TG-DTA analysis was employed to determine the decomposition temperature
of TritonX100 and zinc acetate, which lead to the formation of ZnO. The films were further characterized
by powder X-ray diffraction (XRD), scanning electron microscopy (SEM) and high-resolution transmission
electron microscope (HR-TEM), Fourier transforms infrared spectroscopy (FT-IR) and room temperature
photoluminescence (PL). The results indicate that the synthesized nanoparticles (NPs) exhibits the room
temperature PL with two emission peaks, one corresponding to ZnO band edge emission and the other
one to point defect states created due to oxygen deficiency. The first peak undergoes blue-shift due to
change in NPs size while there is no shift in the second peak. Nevertheless, with increase in TritonX100
concentration the peak intensity of defect peak decreases, indicating that the highly pure NPs have been
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successfully synthesized by PAD method.

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

Recently, the studies on use of polymers to synthesize metal-
oxide based NPs of controlled size have gain momentum. Polymers
enable active binding of metal ions present in the precursor that
inhibit grain growth and hence facilitates production of NPs. Quan-
tum size effects are observed in the particles, and the energy gap
between the conduction and valence bands exhibits a blue-shift
with decrease in particle size. Semiconductor particles that are
in the nanometer size regime have attracted significant atten-
tion because of their atom-like size dependent properties [1]. The
crystallization inorganic material in the presence of polymers has
been efficient method to obtain composite materials. Two differ-
ent aspects are combined; first, polymers can act as template and
second is polymer controlled crystallization. Among the various
nanomaterials ZnO, with direct wide band gap energy of 3.37eV
and a large exciton binding energy (60 meV), has become one of
the most important functional materials with unique properties
of near-ultraviolet emission, optical transparency, electric conduc-
tivity and piezoelectricity [2,3]. These ZNPs have new exciting
properties and wide technological applications such as photo-
catalysis, chemical remediation, photoinitiation of polymerization
reactions, quantum dot devices and solar energy conversion. Fur-
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thermore, it is well known that low-dimensional structures may
have superior optical properties over bulk material due to the
quantum confinement effect. These days, the focus is moving
on to the synthesis of ZnO nanostructures. The techniques used
for synthesizing ZnO nanostructures mainly include templated
growth [4], patterned catalytic growth [5], substrates-induced
vapor deposition [6], solution-phase deposition [7], electrochemi-
cal route [8] and chemical reaction [9]. These methods require high
temperature, expensive substrates, high cost, tedious procedures,
sophisticated equipments and rigorous experimental conditions,
which can be called ‘noble’ methods. Hence it is necessary to find
out a simple and low cost method to synthesize ZnO nanostruc-
tures to tackle the problems. In view of this, we followed a simple,
inexpensive, environmentally benign, solution-based method with
some modification to produce NPs without templates and catalysts
[10].

In the present work we report the synthesis of ZNPs by PAD
method. TritonX100 is used as a capping agent. Films are prepared
by drop-casting the TX and zinc acetate prepared solution on to
glass substrates and annealed at 400 °C for 5 h in air. Annealed films
are used for further characterizations.

2. Experimental

The ZNPs synthesized in this work are deposited onto glass substrates using
the following procedure. The 0.1 M zinc acetate dihydrate was added into 4 ml
deionized water at room temperature. Subsequently, 0.02 M polyethylene glycol-
p-isooctylphenyl ether [TritonX100, TX] was added into the solution and 1 ml of
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Fig. 1. (a) TG-DTA curves for studying decomposition behavior of zinc acetate dihy-
drate [Zn(CH3C00),-2H,0] and (b) mixture of zinc acetate and TritonX100 in air
atmosphere.
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Fig. 2. XRD patterns of the Zo o2, Zo.15, Zo.30 and Zg 45 samples.

3. Results and discussion

The thermogram recorded for zinc acetate (Thomas Baker,
99.5%) powder is shown in Fig. 1(a). The thermal evolution in oxy-
gen ambient takes place in four consecutive stages with weight
losses for which the inflection point coincides with the tempera-
ture corresponding to the endotherms and exotherms in DTA trace.
The weight loss of precursor zinc acetate [Zn(CH3COO),-2H,0]
begins at 60°C. Initially, weight loss of 16.43% of zinc acetate in
the temperature range of 60-100°C was observed (Step I).This is
indicated by the endothermic peak at 95 °C due to the evaporation
of physisorbed water from the precursor. This is followed by a slow
decay of TGA curve in the temperature range of 100-240°C (Step
II). The rapid decay in TGA curve was takes place during 240-300°C
(Step III). During step II & III; total weight loss was 60.15%. These
consequent weight losses are attributed to the decay leading to the
decomposition of acetate groups. A further weight loss at the tem-
perature of 300°C coincides with an exothermic peak indicating
the formation of ZnO phase and becomes stable after the temper-
ature of 400 °C. After 400 °C the TGA trace is stable with no further
weight loss indicating the decomposition of zinc acetate formation
of stable ZnO phase. In the DTA trace, the exothermic peak signifies
the crystallization or phase formation [11].

For the first endothermic peak,

Zn(CH3C0O0), -ZHZOiZn(CH3COO)2nq_ + 2H0vapor 1 (Physisorbed water)

For the second endothermic peak,

Zn(CH3C00)yjiq. + 2H20hq.A>Zn(CH3COO)2 solid + 2H20vapor 1 (Chemisorbed water)

acetone was further added. Finally this solution was drop-casted on to the cleaned
glass substrates. The samples were dried at room temperature over night. Dried
samples were annealed in air at 400 °C for 5 h. TritonX100 concentration is varied
as; 0.02, 0.15, 0.30 and 0.45 M, and the samples are denoted as Zo oz, Zo.15, Zo30 and
Zo .45, respectively.

The samples were characterized by means of structural, electrical and opti-
cal techniques. To select the range of annealing temperature for formation of
NPs, thermo gravimetric analysis (TGA) and differential thermal analysis (DTA)
of zinc acetate was carried out using TA instrument (USA) STD 2960. The phase
formation was examined by using a powder XRD Philips PW3710 with Cu Ko
(A=1.54056 A) radiation operating at 40 kV and 30 mA. The morphological features
of NPs were studied by using SEM, JEOL JSM 6360, secondary electron imaging. HR-
TEM measurement was carried out on JEOL make 3010 Model at 300 kV. The UV-vis
absorption spectra were recorded on a [systronics-119 model] spectrophotometer.
The powder scratched from deposited films was characterized by FT-IR spectroscopy
using PerkinElmer IR spectrometer model 783 in the spectral range 450-4000 cm~'.
To record IR patterns, the pellets were prepared by mixing KBr with NPs powder
collected by scratching the films from glass substrates and then pressing powder
between two pieces of polished steel. The room temperature photoluminescence
was recorded by using an excitation wavelength of 320 nm on a UV-vis single beam
Spectroflourometer [JASCO 750, Japan].

For the exothermic peak

Zn(CH3COO)ZsolidO di> ZnOgliq + 2(CH3C00) 1 +2(CH3) 1 +2(CO2) 1
Xidation

TG-DTA curve of TX +zinc acetate sample is shown in Fig. 1(b).
Here the thermal evolution in O, atmosphere takes in three con-
secutive stages with weight losses. In first stage, there was minor
weight loss of 0.09% of sample observed in the temperature range
30-150°C. In second stage, rapid weight loss of 73.61% of sam-
ple takes place in the temperature range 150-390°C and this is
due to decomposition of both zinc acetate and TX. Finally, above
390°C the thermally stable phase is observed. In case of DTA trace,
there were two broad exothermic peaks observed, which are due
to crystallization of the sample.

Fig. 2 shows XRD spectra of the samples prepared by varying TX
concentration. All the samples are polycrystalline with peaks corre-
sponds to the wurtzite ZnO [JCPDS card No. 36-1451, a=3.2501A,
c=5.2071A, space group: Pg3mc(186)] with a good crystallinity.



1718 R.C. Pawar et al. / Journal of Alloys and Compounds 509 (2011) 1716-1721

lem 8881 SUK-FPHY

Fig. 3. SEM images of the Zo02, Zo.15, Zo.30 and Zy 45 samples. All the images are recorded at x20,000 magnification. Inset shows the magnified image of Z 45 sample.

No further characteristic peaks of impurities, such as Zn(OH),
observed. The crystallite’s size (t) was deduced from well-known
Scherer’s formula,
0.91

L= Beos) M
where t=crystallite size in nm, A =wavelength of X-ray incident
on sample, f=Full width half maxima and f=angle at which
maximum peak observed. The variation in crystallite’s size with
concentrations of TX is given in Table 1. It is observed that the crys-
tallite size decreases with increase in concentration of TX in the
solution. All the samples exhibit peaks along (100),(002),(101),
(102),(110),(103)and (11 2)plane. Moreover, the peaks become
broader with the increment in TX.

The PAD deposited ZnO samples were analyzed by SEM to deter-
mine the influence of TX on the morphology. The change in NPs

size is revealed for the samples deposited at various TX concen-
trations. Changes in sample morphology with the TX are observed.
Well-defined grains of about 230 nm are obtained for the Zg o sam-
ple (Fig. 3(a)). With an increase in TX above 0.02 M, the sample
morphologies change substantially and highly dispersed NPs are
formed for Zy 15 Fig. 3(b). Further increment in TX, particles size
becomes smaller (Fig. 3(c)). The decrement in the average grain
size up to 60-70nm (Fig. 3(d)) is on account of the effect of TX
that causes growth of the grains. Fig. 4 shows the HR-TEM image
of Zg 45 sample with SAED pattern. The TEM image reveals that the
particles with average 25nm in diameters showing the samples
are nanocrystalline in nature. The most of the particles are ran-
domly oriented. The circular bright and dark fringes in SAED pattern
confirm the NPs are polycrystalline.

Fig. 5 shows the IR spectra of pure TX and ZNPs with different
concentration of TX. The intense broad band for each sample in

Table 1
The values of crystallite size, TX concentrations, bandgap energy and PL peaks in UV and visible region.
Sample name TritonX100 conc. (M) Crystallite size (nm) Band gap energy (eV) PL peaks
Band edge peak (eV) Defect peak (eV)
Zo.02 0.02 18 3.15 3.08 2.63
Zoas 0.15 17 3.18 3.10 2.63
Zo30 0.30 16 3.21 3.15 2.63
Zoas 0.45 11 3.24 3.23 2.63
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Fig. 5. IR transmittance spectra of the Zo 2, Zo.15, Zo30 and Zg 45 sample recorded in

Fig. 4. HRTEM image of the Zo 45 sample. Inset shows the SAED pattern. the wave number range of 450-4000 cm™".
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Fig. 6. Optical bandgap spectra of the Zy02, Zo.15, Zo30 and Zo 45 samples in the energy range between 1.6 and 3.6 eV.
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the range of 470-534 cm~! due to the vibrational property of ZnO
nanocrystals [12]. The remaining peaks at 3339 and 2974cm™! in
sample are assigned to the vibrations of ~OH and -CH, groups of
TX, respectively [13]. The broad peak at 1019 cm~! relate to com-
plex structure of the ZNPs and TX as explained by Du et al. [14]. The
spectrum of pure TX recorded for comparison. In spite of complete
washing of the final product, the IR spectra recorded the peaks cor-
responding to TX, indicating the strong interactions of TX with the
ZNPs. Hence the IR spectra reveal that the samples are composite
of ZNPs with few percentage of TX.

The Optical absorption in the UV-vis region is dominated by
the optical band gap (Eg) of the semiconductor that is related
to the optical absorption coefficient (o) and the incident pho-
ton energy (hv) by the relation a=(Eg — hv)", where ‘n’ depends
on the kind of optical transition that prevails. Specifically, n is
1/2, 3/2, 2 and 3 when the transition is direct-allowed, direct-
forbidden, indirect-allowed, and indirect-forbidden respectively.
ZnO is a direct-allowed band gap semiconductor; hence graph is
plotted o2 versus photon energy as a function of TX concentration.
The direct-allowed Eg estimated from the plot is varied ranging
from 3.15 to 3.24 eV. The change in optical band gap is observed
due to variation in concentration of TX from 0.02 to 0.45M.
Hence as the TX concentration increases the crystallite size of NPs
decreases. This observation reveals a blue shift of band gap energy
with increment in TX concentration relative to bulk ZnO (380 nm)
[15]. The increased band gap is attributed to quantum size effect
(QSE).

A single band model has been widely used to discuss the QSE of
the energy band gap in semiconductor NPs. Considering the infinite
potential barrier at the interface of NPs and surrounding mate-
rial, Brus has calculated the broadened band gap energy due to
QSE [16,17]. However, the calculated band gap energy using Brus
model is higher than the actual. To overcome the limitation of Brus
model, Nosaka has suggested a new model using the finite potential
barrier. The band gap energy given by Nosaka model is [18],

a+b a+b

Eopt(R) = Epuik + Eo
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Fig. 7. The room temperature PL spectra with an excitation wavelength 320 nm of
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Fig. 8. Schematic illustration of the ZnO band structure and the proposed band edge
emission and blue-green emission.
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where E, is the finite potential energy barrier. The energy gap of
bulk ZnO is 3.2 eV. The constant parameters a, b, and ¢ depend
on the charge carriers’ effective masses, R is the particles radius.
These parameters are given by Nosaka in plots of the relationship
between the parameters and the effective mass ratios m%/m, and
m; /mo. Many researchers are observed that the calculated band
gap energy using Nosaka model is well matches with the experi-
mentally predicted value [19]. The band gap energy of the ZNPs was
significantly increased with decreasing the crystallite size from 18
to 11 nm. Band-edge absorption spectra features indicate narrow
size distribution of the NPs[20,21]. The crystalline quality of a semi-
conductor has been related to the appearance of sharp edge in its
optical absorption [22] (Fig. 6).

Fig. 7 shows that the room temperature PL spectra of Zy g3, Zg 15,
Zo.30 and Zg 45 samples. The characteristic UV (384 nm, 3.23 eV) and
visible (471 nm, 2.63 eV) peaks are observed due to high exciton
energy and direct band gap of ZnO. The UV emission in ZnO has
been well documented and discussed by many researchers in the
literature [23,24]. It is attributed to near band edge transition pro-
cesses arising from energy loss due to a strong electron-phonon
interaction at room temperature [25]. The visible emission in ZnO
is far from clear. It has been investigated that different extrinsic and
intrinsic defect centers are responsible for green, yellow, and red
emissions. Extrinsic lattice defect produce impurity energy levels in
the band gap of ZnO, which is one of the reason for visible emission.
Intrinsic defect such as, oxygen vacancies (V,), zinc vacancies (Vz,),
oxygen interstitials (O;), zinc interstitials (Z,; ), and oxygen antisites

" (4meoerR)

(Ozn) areresponsible for visible PL[26]. Bacsa et al. have shown that
the point defect such as Zni in combination with surface defects
causes the green emission. Yellow and red emissions are attributed
to the defects of interstitial oxygen and zinc, respectively [27]. Blue
emission is attributed to the transition of electron from donor Z,;
level to neutral acceptor V;, level [28]. In present work, although
both UV and visible emission are present in all samples, their inten-
sities change observed for the band-edge as well as visible band. TX
affects on the PL property of ZNPs. For Zg g, sample the both peaks
are highly intense and broad. For the Zg 15, Zg 30 and Zg 45 samples,
emission of band edge and blue peaks are merged compare to Zg g2,
due to the capping of TX to ZNPs. The band edge peak is shifted
towards the higher energy as TX concentration increases due to
decrease in crystallite size.

Fig. 8 schematically depicts the positions of the possible defect
levels in the samples and it seems that the emission at 403 nm
(3.08 eV) can be assigned to the recombination of electrons at min-
ima of conduction band and holes at V, above valence band. The
blue emission is due to the recombination of electrons at V and
holes at the maxima of the valence band Vz, [29-31].

4. Conclusions

In summary, ZnO nanoparticles have been successfully synthe-
sized on to the glass substrates by a simple and cost effective
polymer assisted deposition method. The preparative parame-
ters were fine tuned to yield monodispersed ZnO nanoparticles.
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The structural, optical and morphological features of ZnO samples
are dependent on TritonX100 concentration. The HR-TEM shows
that the samples are nanocrystalline with average 25 nm size. The
obtained IR spectra give the samples are composite of ZnO nanopar-
ticles with few percentage of TX. The synthesized NPs exhibit
blue-green emission at room temperature.
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