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In this study, microstructure and electrical properties of Ag-TiO2 powders, which were prepared by a simple
sol-gel method, are investigated. The sol was prepared from titanium iso-propoxide, Ti(OCsHz7)4 in iso-propanol
(CH3CHOHCHS3), used as solvent. AgNOs was used as the precursor for Ag. For the structural studies, the
corresponding gels were allowed to dry naturally for about seven days, dried in an oven at 180 °C for 30 min and then
calcined at different temperatures (900, 1000 and 1100°C). The Ag-TiO2 nanoparticles were characterized using
differential thermal analysis/thermal gravimetry, scanning electron microscopy, energy-dispersive X-ray analysis
and X-ray diffraction. The results X-ray diffraction indicate that pure Ag and TiO2 powders are in rutile phase.
However, calcination temperature had not significantly affected the crystalline structure of TiO2. Scanning electron
microscopy images of powders show an aggregation of small spherical particles of dispersed sizes. Annealing of the
Ag-TiO2 sample at high temperature produced more spherical particles, which aggregated to form bigger particles
with porous structures. The electrical properties of the samples were measured using HMS-3000 Hall measurement
system. The samples were found to be of n-type. The conductivity of TiO2 samples have been explicitly increasing

with calcination temperature and with Ag doping.
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1. Introduction

Titanium dioxide (TiO2) has attracted interest due to
such advantages, as effectiveness, chemical stability, non-
toxicity, and relatively low cost, strong resistance to the
chemical and photo-corrosion, low operational tempera-
ture, antibacterial properties and low energy consump-
tion [1-3]. Titanium dioxide is one of the metal oxide
semiconductors that have been widely examined for dif-
ferent purposes, since its physical and chemical proper-
ties show remarkable changes when the size of the TiO9
approaches nm scale [4-6]. The modification of TiOz by
means of metal doping can also affect the properties of
TiOs. Silver, among the other metals, thanks to its high
stability and excellent electrical and thermal conducti-
vity, seems to be a favourable titania dopant |7, 8]. In re-
cent years, many researchers have investigated the effect
of Ag nanoparticles on properties of TiOy [9-15]. Sol-gel
is a low temperature, chemical solution method [16-18],
which is a proven conventional method for preparation of
composite Ag-TiOs compound.

In this work, we have prepared nanosized TiOs and
Ag-TiOs powders by sol-gel process, using titanium
iso-propoxide and silver nitrate as precursors and iso-
propanol as solvent. The effects of Ag on the morpho-
logy, crystallization and phase transition of TiOs nano-
particles were studied by X-ray diffraction (XRD), scan-
ning electron microscopy (SEM), thermogravimetric ana-
lysis (TGA), and differential thermal analysis (DTA)
techniques.
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2. Materials and methods

To fabricate pure TiO; and Ag-TiO, powders, tita-
nium iso-propoxide (Ti(OC3Hy)s Aldrich, 98%, mole-
cular weight of 284.22), in iso-propanol ((CH3),CHOH,
Sigma-Aldrich, 99.7%, molecular weight 60.10) and silver
nitrate (AgNOg, Sigma-Aldrich, 99%, molecular weight
169.87) were used, as precursor materials.

2.1. Preparation of TiOy and Ag-TiOy powders

Ti sol and Ag sol were obtained as follows: titanium
iso-propoxide was added into isopropanol and silver ni-
trate was added to deionized water. These solutions were
stirred at room temperature for approximately 2 h until
they became clear sols. Then they were homogeneously
mixed by magnetic stirrer. Then, the formed gel was
naturally allowed to dry at room temperature for seven
days and dried at 180°C for 30 min in oven. The obtai-
ned powder sample was heated for 4 h in air atmosp-
here at different temperatures (900, 1000 and 1100°C),
at a heating rate of 10°C/min. The flow chart, showing
the experimental steps to fabricate the samples, is given
in Fig. 1.

2.2. Characterization

Thermal analysis of powders was conducted with a Shi-
madzu TGA/DTA 60H at a heating rate of 20 K/min
under nitrogen (99.99% purity) in aluminum pans, in
temperature interval of 25°C to 500°C. The powdered
sample, about 40 mg in weight, was packeted into the
aluminum pan, and the gas flow rate was kept at 5 1h~".
DTA/TG diagrams are shown in Fig. 2.

As expected for the Ag-TiOs composite powders, the
weight losses, associated with the elimination of water
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Fig. 1. Experimental flow chart.
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Fig. 2.
powders.

DTA/TG diagrams of pure TiO2 and Ag-TiO-

and organic components, are decreased or absent in their
TGA thermograms. DTA analysis was performed to
determine the effect of silver doping on the crystalli-
zation and phase transformation behavior of the TiO,
nanoparticles.

As can be seen in Fig. 2, the DTA curve revealed an en-
dothermic peak, centered at about 150 °C and three exot-
hermic peaks located at 260, 320 and 365°C. The endot-
hermic peak was attributed to the elimination of water,
adsorbed on the surface of the TiO4 particles. As can be
seen in Fig. 2, for Ag-TiO, powder, the anatase-to-rutile
phase transformation peak was observed at much lower
temperatures. Therefore, the first exothermic peak, ob-
served at about 290 °C can be attributed to the crystal-
lization of amorphous TiOs to anatase phase.

The second exothermic peak at 330 °C was associated
with the combustion process of the organic species. The
third exothermic peak, observed at about 390°C, was
attributed to the phase transformation from anatase to
rutile. Similar results have been obtained in the litera-
ture [4, 19].

Crystal structures of the powders were characterized
via powder X-ray diffraction (XRD, Bruker D 8 Advance)
using Cu-K,, X-rays of wavelength A = 1.5406 A and data
were taken in the 26 range of 20° to 70° with a step of
0.1972°. XRD patterns are shown in Fig. 3.

As can be seen in Fig. 3, peaks corresponding to ru-
tile TiO2 appear together with the main peaks of silver
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Fig. 3. XRD patterns of Ag-TiO2 powders, thermally
treated at different temperatures.

in the XRD pattern of Ag-TiO5 powders, thermally tre-
ated at different temperatures. This indicates that the
Ag-TiO5 powders have crystallized in rutile phase at a
temperature over 900 °C. This result matches the litera-
ture [4, 10, 11, 13].

The average particle size was calculated by applying
the Scherrer equation to the rutile phase (R), for which
diffraction peak (the highest intensity peak for pure ru-
tile) appears, as expected, at 26 of 27° (110) [20, 21]:

D = kM\/Bcosb,

where D is the crystal size of the TiOs, k is a constant
(0.89), X is the X-ray wavelength (1.54 A), A is the full
width at half maximum (FWHM) of the TiO2 peak and
0 is the diffraction angle. The average crystal sizes for
Ag-TiOs powders, thermally treated at different tempe-
ratures, were calculated to be 59, 61 and 84 nm, for
the calcination temperature of 900, 1000 and 1100°C,
respectively.

As a complement to this characterization, scanning
electron microscopy (SEM, LEO 1430 VP) was utilized,
so as to identify the microstructure and morphology of
the samples. SEM photos and results of EDX analysis
are shown in Figs. 4 and 5, respectively.

Fig. 4.

SEM images of Ag-TiO2 powders, synthesized
at different temperatures.
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Fig. 5. EDX analysis and elemental mapping of Ag-
TiOs powder.

Annealing of the Ag-TiO5 powders at 900 °C has pro-
duced more homogeneous spherical particles, which ag-
gregated to form smaller particles with porous structures.
Similar morphology is obtained for the Ag-TiOy powders,
annealed at 1000°C (Fig. 4), whereas the morphology of
the as-prepared Ag-TiO, powders annealed at 1000 °C is
significantly different [10]. Ag-TiO2 powders have con-
tained larger aggregated particles. Figure 4 shows a gra-
nular structure of average size of approximately between
100 and 400 nm in diameter.

EDX spectra of Ag-TiOs powders in Fig. 5 show dis-
tribution of Ag, Ti and O components.

The electrical properties of the samples were measured
using HMS-3000 Hall measurement system. The Van der
Pauw method (linear four point probe) is a technique
commonly used to measure the resistivity and the Hall
coeflicient of a sample. Electrical properties of powders
are shown in Table I. This samples were found to be of
n-type. Sheet and bulk concentrations were found to be
of n-type [22].

TABLE I
Electrical properties of samples.
Bulk
concellltration Mobility | Resistivity |Conductivity
2 Q 1/Q
Lem] | fem®/VS] | (Rem] | [1/@em]
900°C | —1.428x10%% |3.838%10%[1.139x 10~ 7| 8.777x10°
1000 °C| —1.205%x10%% {5.384%x10%(9.601x10~8| 1.042x10”
1100°C| —1.928x10%2 |3.978x10%| 8.14x107% | 1.229x107

Annealing of the Ag-TiO5 samples at high tempera-
ture produced spherical particles, which aggregated to
form bigger particles with porous structures. However,
the mobility slightly increases as the annealing tempera-
ture increases. The mobility increase by annealing tem-
perature is due to decrease of carrier scattering on the
grain boundaries. Table I shows the mobility, conducti-
vity, resistivity and bulk concentration of the Ag-TiO5 as
functions of the annealing temperature. The resistivity is

inversely proportional to the mobility and the conducti-
vity [23]. The increase of conductivity with working tem-
perature is expected, since number of charge carriers in-
creases with temperature. On the other hand, the incre-
ase in the conductivity (decrease of resistivity) with anne-
aling temperatures can be also explained as follows: the
grain size increases with annealing temperature, which
leads to a decrease in scattering on grain boundaries and
hence in resistivity [24].

3. Conclusions

Powders of Ag-TiOs have been prepared by the inex-
pensive sol-gel method. It has been found that while Ag
does not enter the TiO4 lattice, the presence of Ag hin-
ders the anatase grain growth and facilitates the anatase-
to-rutile phase transformation.

Ag is present in the Ag state and the doped silver
is highly dispersed and present in Ag form. Ag-TiO9
powders contain larger aggregated particles and SEM
shows a granular structure of average size of approxima-
tely between 100 and 400 nm in diameter, for different
temperatures.

The powder resistivity and conductivity depend on an-
nealing temperature. The decrease in resistivity allows
the correlation between the results obtained by X-ray dif-
fraction and annealing temperature of Ag-TiO, powders,
synthesized by sol-gel method.
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