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Abstract—Ag deposited TiO, was prepared by simple chemical reduction method and its photocatalytic efficiency was
evaluated for the decolorization of methylene blue dye using pilot scale slurry type falling film reactors (FFR) under
sunlight. The characterization of the prepared catalysts by XRD, TEM, EDAX, DRS and PL confirmed that silver,
which acts as electron trap, was deposited over the TiO, surface. The operational parameters, such as catalyst loading,
concentration of the dye solution, pH of the slurry, addition of oxidizing agents and effect of different substrates, were
optimized. The photocatalytic efficiency of Ag deposited TiO, increased two-fold times than pure TiO, and the maxi-
mum decolorization of dye was observed under acidic conditions. The reaction rate significantly increased with the
addition of oxidizing agent H,O,. The ceramic tile as well as double skin reactor have higher photocatalytic efficiency
than glass as substrate. In addition, Ag-deposited TiO, photocatalyst could be easily recovered by simple sedimentation
process and reused for repeated experimental cycles with more than 95% decolorization efficiency.
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INTRODUCTION

Synthetic dyes are toxic, recalcitrant chemical compounds, poten-
tially carcinogenic and mutagenic in nature, hazardous to human
health and environment [1,2]. Industries such as textile, carpet, print-
ing, paper and food industries are the major consumers of these
dye stuffs while they discharge their effluent directly into the water
bodies such as rivers, lakes, ponds without any treatment [3,4]. It
has been reported that reactive dyes from industrial azo dye houses
are responsible for almost 30% of water pollution due to its efflu-
ent discharge [5]. The untreated colored wastewater is toxic to plants
and microorganisms and blocks the light penetration, thereby de-
creasing the photosynthesis and raising the chemical oxygen demand
(COD) in the aquatic ecosystem [6,7]. Hao et al. [8] reported that
cationic dyes are more toxic than anionic dyes. Sulfonated azo
compounds in dye effluents typically resist biodegradation and are
either precipitated with the sewage sludge or discharged into riv-
ers [9]. Conventional methods used in the treatment of dye waste-
water such as flocculation, coagulation, adsorption using activated
carbon and biological treatments have certain limitations. In bio-
logical processes, azo bond present in the dyes is transferred to aro-
matic compounds, which is carcinogenic and more hazardous than
dyes [10]. Whereas, adsorption using activated carbon, transfers
the pollutants from one phase to other phase, ie., from liquid phase
to solid phase, whereas coagulation and flocculation produce more
sludge, which is tough to treat and dispose [11].

In this context, titanium dioxide (TiO,) mediated photocataly-
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sis is emerging as an alternative tool to degrade dye pollutants, as
it is nontoxic, cheap, abundant, thermal and photo stable [12,13].
The main drawbacks associated with TiO, photocatalysis are fast e
and h" recombination rate and requirement of near ultra violet
(UV) spectra to initiate the charge separation process, which limits
its practical application [14]. To overcome these difficulties, dop-
ing or decorating noble metals over TiO, surface is gaining impor-
tance as its decreases the electron hole recombination rate by acting
as electron quencher and also due to surface plasmon resonance
property, which increases the generation of reactive oxygen species
(ROS) under visible region [15,16]. Among the various noble met-
als, silver (Ag) is popular due to cost efficiency, easy availability and
its high stocky barrier [17,18]. When Ag deposited TiO, catalyst is
exposed to sunlight, it induces the charge separation process, which
excites an electron from valence band to conduction band, subse-
quently leaving a hole in the valence band [19]. The conduction
band electron is trapped by the silver ions present in the surface of
TiO,, thereby decreasing the electron (¢”) and hole (h") recombi-
nation rate [20,21]. As a result, the surface bound hole reacts with
water and oxidizes it into hydroxyl radicals (OH), whereas the elec-
tron reduces the molecular oxygen to superoxide radicals which
degrade the dye molecules (Fig. 1).

Several literatures report on material preparation and its modifi-
cations in order to increase the photocatalytic efficiency using bench
scale reactors under controlled conditions [22-24]. Sahoo et al. [25]
demonstrated the photocatalytic degradation of Methyl Red dye
using Ag doped TiO, under UV irradiation. Whereas, Sakthivel et
al. [26] studied the efficiency of Pt, Au and Pd deposited on TiO,
to enhance its photocatalytic activity for the degradation of Acid
Green 16 dye using high pressure mercury vapor lamp. But, the
treatment of dye wastewater in large volume under sunlight using
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Fig. 1. Mechanisim of Ag depoisted TiO, photocatalysis.

pilot scale reactors is very much limited.

Hence from this perspective, we mainly studied the photocata-
lytic decolorization of synthetic dye solution using a non-concen-
trating falling film slurry reactor under sunlight. In this study; a
cost-effective pilot scale reactor was developed for photocatalytic
decolorization of methylene blue, selected as a model pollutant. The
effects of various operational parameters such as catalyst loading,
initial dye concentration, initial slurry pH, and addition of hydro-
gen peroxide (H,O,) etc., were studied. The solar photocatalytic
efficiency of two different substrates, glass and tiles, used in the
reactors was validated.

EXPERIMENTS

1.Chemicals

Titanium dioxide (TI0O,), silver nitrate (AgNO;), sodium boro-
hydride (NaBH,), hydrogen peroxide 25% v/v (H,0,), sulfuric acid
(H,SO,) and sodium hydroxide (NaOH) were received from Merck
Chemicals (India) with analytic grade and used without further
purification. Methylene blue, C,sH,sCIN;S (CI 52015, MW- 319.85)
was purchased from Merck India Ltd., with 99% purity and its
chemical structure is shown in Fig, 2.
2. Preparation of Ag Decorated TiO, by Chemical Reduction
Method

Using simple chemical reduction method Ag deposited TiO,
(1.0 wt%) was prepared by dispersing 5 g of TiO, in 100 ml of dis-
tilled water by sonication. Under constant stirring 5 ml of 0.1 mole
AgNO; solution was added followed by addition of 5ml of 0.1
mole of NaBH, as reducing agent. The resultant mixture was fur-
ther dried in hot air oven at 120°C overnight and the product
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Fig. 2. Structure of methylene blue dye.
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obtained was calcined at 400 °C for 3 hours, cooled and used [27].
3. Characterization of Prepared Particles

The X-ray diffraction (XRD) pattern of pure and Ag deposited
TiO, was measured by using powder PAN analytical X-ray diffrac-
tometer between 20° to 80°. The average crystallite size (D in nm)
of prepared particles was determined from XRD patterns using
Scherrer’s equation by the following equation.

D=kA/Bcosé €y

where, k is a constant equal to 0.9; A, the X-ray wavelength equal
to 0.154 nm; S is the full width at half maximum, and @is the half
diffraction angle. Scanning electron microscope (SEM- Hitachi,
Model: S-3400 N) was used to measure the surface morphology of
the particles, and the elemental mapping was by using ThermoSu-
perDry II make energy dispersive X-ray spectroscopy (EDAX)
attached to the SEM. The size and shape of the prepared particles
were determined using Philips CM-10 High resolution transmis-
sion electron microscopy. Diffuse reflectance spectra (DRS) were
recorded with Varian Cary 5000 UV-Vis. NIR spectrophotometer
using BaSO, as the reference. The Brunauer-Emmett-Teller (BET)
surface area of the particles was measured by nitrogen gas adsorp-
tion-desorption method using ASAP 2010, Micromeritics. The
samples were degassed at 150 °C for 3 h under the vacuum condi-
tion to remove the moisture. The photoluminescence (PL) emission
spectra were measured with JY Fluorolog - FL3-11 make spectro-
fluorometer.
4. Fabrication of Pilot Scale Non Concentrating Falling Film
Photoreactor

The pilot scale non-concentrating slurry type falling film reac-
tor was fabricated either with tiles or a glass sheet with an illumi-
nation surface of about 60x120 cm mounted on a fixed platform
tilted at 35° (local latitude), as shown in Fig. 3(a) Glass substrate
and (b) Ceramic tile substrate reactor. A peristaltic pump pow-
ered by 35 W solar photovoltaic cells was used to recirculate the
dye solution mixed with the catalyst from the tank to the reactor
by spraying through a perforated manifold over the substrate.
5. Photocatalytic Decolorization Studies

The photocatalytic experiments were conducted on the pilot scale
non-concentrating falling film slurry type photo catalytic reactors

Korean J. Chem. Eng.(Vol. 34, No. 11)



2986 S. Saran et al.

Fig. 3. Image of slurry type falling film reactor (a) glass substrate
and (b) ceramic tile substrate.

operated with 25 L of synthetic dye wastewater. Dye solutions were
prepared with tap water from the laboratory. Control experiments
were performed along the side with pure TiO, and by direct pho-
tolysis, i.e., without any catalyst. All the experiments were on the
roof top of our laboratory at Pondicherry University, India, (Local
latitude 12.01°N & longitude 79.85°E) under sunlight during the
months of April to July 2016, between 10.00 a.m. to 2.00 p.m. By
using UV tech, a handheld radiometer, the average solar intensity
was measured with 365 nm sensor. The experiment was conducted
under the dark condition for 30 min to establish adsorption/desorp-
tion equilibrium with the catalyst and dye by covering the reactor
with a black cover. For photocatalytic experiments, the cover was
removed from the photo reactors which were exposed to sunlight
for 120 min to check the efficiency of the prepared catalysts. At spe-
cific intervals, 3 mL of samples was collected and filtered using
0.22 micron Millipore membrane, and the filtrate was used for the
determination of color removal using spectrophotometric method
by measuring A,,, value at 661 nm for MB. The evaporation loss
on the volume of water was adjusted by adding the required amount
of distilled water before each subsequent experiment. The experi-
ments were repeated thrice and the results were averaged. The
percentage colour removal was calculated by using the following
equation:

C,-C
Colour removal % = —%>—x 100 )

where C, is the initial concentration of dye and C, is dye concen-
tration at different time t. Influence of operational parameters such
as different catalyst concentration, initial slurry pH, and addition
of oxidizing agent, effect of different substrates and reusability of
the catalyst was also studied.

RESULTS AND DISCUSSION

1. Characterization Result
XRD pattern of TiO, (Fig. 4) confirms the different diffraction
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Fig. 4. X-ray diffraction pattern of pure TiO, and Ag decorated TiO,.

planes of anatase phase alone by showing peaks at 25.4°, 37.8°,
48.07°, 54°, 55°, 62.7° 75.09° (JCPDS reference code: 01-073-1764)
and no other planes were observed. The average particle size (D in
nm) determined using Scherrer’s equation from (101) peak of ana-
tase TIO, at 260=25.4, was about 49 nm. Whereas, the XRD pattern
confirms the presence of Ag in face centric cubic (fcc) over TiO,
by showing peaks at 26 of 38.27°, 44.45°, 64.6° and 77.5° (JCPDS
reference code:01-087-0718). The average crystallite size of Ag
deposited TiO, is about 54 nm, the particle size slightly increased
due to the covering of Ag over the TiO, surface and also calcina-
tion effect [28,29].

The optical properties of pure and Ag deposited TiO, were stud-
ied by using UV-Vis. Spectrophotometer to measure the diffused
reflectance spectra (DRS). Fig. 5 depicts pure TiO, and Ag depos-
ited TiO,, whereas pure TiO, shows increasing absorbance at UV
region due to the optical band gap of TiO, [30] and Ag deposited
TiO, shows a broad band absorption under visible region that is
attributed to the surface plasmon resonance properties of silver
nanoparticles deposited over the TiO,, which produces more ROS
[31,32].

The morphology and size of pure TiO, and Ag deposited TiO,

—— AgTiOp |
—-— Pure TiO,

Absorbance (a.u.)

200 300 400 500 600 700 800
Wavelength (nm)

Fig. 5. UV-vis. Absorption spectra of pure and Ag decorated TiO,.
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Fig. 6. SEM image of (a) pure and (b) Ag decorated TiO,.
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Fig. 7. EDAX spectra of Ag decorated TiO,.

were measured by using SEM and TEM. SEM images of both the
particles have similar morphology: spherical with agglomerated
structure (Fig. 6(a) and (b)). The elemental composition of pure
TiO, and Ag deposited TiO, was confirmed through SEM equipped
EDAX (Fig. 7). It shows the spectral signal of elemental silver, tita-
nium and oxygen, indicating the deposition of Ag over TiO, sur-
face. TEM micrographs of pure TiO, and Ag deposited TiO, were
irregular in shape and size with slight difference in morphological

(a)

5-3400N15.0kV 9.9mm x10.0kSE~ . 0 T §

features (Fig. 8(a) and (b)). Fig. 8(b) shows silver nanoparticles with
12-18 nm in size heterogeneously dispersed over the surface of the
TiO,, owing to low silver concentration used for deposition [33].

The BET specific surface area results of the pure TiO, and Ag
deposited TiO, were about 11.8 m’/g and 9.2 m?/g, respectively. Ag
deposited TiO, has less surface area than pure due to the covering
of capillaries and hole of the TiO, surface with Ag ions [34,35].

The PL emission spectra for both the pure and Ag deposited
TiO, excited at 330 nm are illustrated in Fig. 9. The results indi-
cate that both emission spectra are similar to each other and exhibit
two emission peaks. The first peak at 375 nm is assigned to 3.3 e.v.
which is equal to its band gap energy, and the peak at 435nm
matches up with 2.9 ev, attributed to free excitation of O* charge
transfer transition, respectively [36]. The PL spectra of Ag depos-
ited TiO, show lesser intensity than pure TiO, under the same exci-
tation irradiation, which ensures the reduction in ¢ and h" re-
combination rate. Ag nanoparticles have higher metal work func-
tion than that of pure TiO,, so the photogenerated conduction
band electrons in TiO, surface will transfer to Ag, which acts as
electron acceptor. From the results, it is inferred that photocata-
lytic efficiency is enhanced with reduction in photogenerated e
and h* recombination rate [37,38].
2. Solar Photocatalytic Decolorization of Methylene Blue Dye
Using Slurry Type Falling Film Reactor

The efficiency of the prepared particles was evaluated by select-

(b)

100 nm

Fig. 8. TEM image of (a) pure TiO, and (b) Ag decorated TiO,.
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Fig. 9. PL spectra of pure TiO, and Ag decorated TiO,.
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Fig. 10. Solar photocatalytic methylene blue dye degradation (Dye
conc.-10 ppm; catalyst conc.-100 ppm; flow rate-30L h™';
PpH-6.0; solar intensity-1.1 mW/cm’; substrate-tiles; time-
120 mins).

ing methylene blue dye as model pollutant. Each reactor was oper-
ated in batch recycle mode with 25 liters of dye mixed with various
catalysts in slurry mode, by passing it over the tile substrate as a
thin film. The experiment was performed with pure, Ag decorated
TiO, and by direct photolysis as illustrated in Fig. 10. The results
show that pure TiO, is less efficient to decolorize MB dye, about
57%, due to weak adsorption under visible region [39]. Whereas,
Ag decorated TiO, shows nearly two-fold increase in photocata-
lytic decolorization activity of about 90% due to electron quench-
ing ability of silver, which reduces the " and h" recombination rate,
thereby increasing the production of more ROS under same oper-
ating conditions. Negligible reduction of about 5.6% was observed
by direct photolysis [40]. Since Ag deposited TiO, shows higher
decolorization than pure one, the remaining experiments were con-
ducted with Ag decorated TiO, alone to optimize the reaction par-
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Fig. 11. Effect of different initial catalyst concentration on MB dye
degradation (Dye conc.-10 ppm; flow rate-30 L hl pH-6.0;
solar intensity-1.1 mW/cm’; substrate-tiles; time-120 mins).
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Fig. 12. Effect of different initial dye concentration on MB dye deg-
radation (Catalyst conc.-10 ppm; flow rate-30 L hl pH-6.0;
solar intensity-1.1 mW/ cm’; substrate-tiles; time-120 mins).

ameters.
2-1. Effect of Catalyst Concentration on Dye Decolorization

Effect of different catalyst loading has profound influence on
dye decolorization rate, which was evaluated using Ag deposited
TiO, ranging from 50 ppm to 1,000 ppm in order to optimize the
catalyst concentration. Fig. 11 shows the percentage decolorization
of MB dye after 120 min under sunlight. A gradual increase in the
decolorization up to 100 ppm is observed and further increase in
catalyst concentration leads to decrease in decolorization rate as
reported earlier by Wetchakun et al. [41] and Devadi et al. [42].
Initial increase in dye decolorization was due to increase in num-
ber of active sites with increasing amount of catalyst surface, which
in turn produced more ROS. Further increase with catalyst con-
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centration may increase the turbidity, which hinders the penetra-
tion of sun light through screening effect [43].
2-2. Effect of Initial Dye Concentration

The initial dye concentration has a pivotal role on decoloriza-
tion rate. To study the effect of different initial dye concentration
on photocatalysis, experiments were conducted with varying initial
dye concentration from 10 ppm to 50 ppm with constant catalyst
concentration of 100 ppm. Fig. 12 illustrates decolorization percent-
age with varying dye concentrations. The results show that there
was a gradual decrease in photocatalytic decolorization efficacy
when the initial dye concentration was increased from 10 ppm to
50 ppmy, ie., about 90% to 44%, respectively, after 2 hours of illu-
mination under sunlight. This is because the catalyst loading remains
constant, which produces the same concentration of ROS. Whereas,
dye molecules increase with increasing concentration, resulting in
insufficient number of ROS for dye decolorization, which decreases
the rate of the reaction [44,45].
2-3. Effect of pH of Solution

The initial slurry pH of dye solution may have profound effect
on the rate of dye decolorization, as it influences the surface charge
of particles. To study this, various experiments were performed by
varying the pH range from 2 to 10. Fig. 13 illustrates that the per-
centage dye decolorization decreases from about 99% to 65% after
120 min under sunlight. Under acidic conditions, TiO, surface be-
comes more positively charged, thereby facilitating more adsorp-
tion of the dye and increase in the decolorization rate. Similar results
were also observed by Zhang et al. [46] and Wu et al. [47], which
elucidates that MB dye gets strongly adsorbed over TiO, surface
under an acidic condition, which facilitates faster degradation.
2-4. Effect of H,0, Addition

To investigate the effect of addition of H,0,, experiments were
conducted at varying H,O, concentrations from 0 mM to 10 mM.
The results revealed that the rate of color removal increased with
increasing concentration of H,O, from 99% to 72% after 2 hours
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Fig. 13. Effect of initial shurry pH on MB dye degradation (Dye conc.-
10 ppmy; catalyst Ag/TiO,-100 ppm; flow rate-30 L h™"; solar
intensity-1.1 mW/. cm’; substrate-tiles; time-120 mins).
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Fig. 14. Effect of addition of H,0, on MB dye degradation (Dye
conc.-10 ppm; catalyst Ag/TiO,-100 ppm; pH-6.0; flow rate-
30L h''; solar intensity-1.1 mW/cm’; substrate-tiles; time-
90 mins).

exposure under sunlight (Fig. 14). Nearly 22% decolorization of
dye was observed when the experiment was performed with addi-
tion of 10 mM H,0, alone without catalyst as control. H,O, disso-
ciates into "OH radicals, which is the primary oxidizing agent and
also it reduces the e and h* recombination rate, bringing about
faster decolorization rate [29,48]. Saggioro et al. [49] also reported
that the photocatalytic decolorization rate increased two-fold on
addition of optimum volume of H,O, to the dye solution.
2-5. Effect of Operational Parameters on Dye Decolorization

The reactor was operated with all optimum operational condi-
tions: with 100 ppm catalyst conc., 10 ppm dye, flow rate 30 L h™’,
at pH 2 and with 10 mM of H,0, addition, around 99% decolor-
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Fig. 15. Effect of optimum operational parameters on MB dye deg-
radation (Dye conc.-10 ppmy; catalyst Ag/TiO,-100 ppm; pH-

2.0; flow rate-30 L h™; solar intensity-1.1 mW/cm?; substrate-
tiles; time-60 mins; H,O, conc.-10.0 mM).
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Table 1. Comparison of different pilot scale reactors for the photocatalytic degradation of various wastewater from literature

Treatment time Degradation

Pollutant type Catalyst  Light source Reactor type (hours) % Reference
4-Chlorophenol water TiO, Sunlight Slurry Flat plate reactor 2.5 60 [50]
Pretreated landfill leachate TiO, Fluorescent ~ Immobilized over glass sheet 8 57 [51]
tubes (TFFBR)
Synthetic dye water TiO, P25  Sunlight Immobilized over cement sur- 8 47 [52]
face (TFFBR)
Dichloroacetic acid TiO, Sunlight Double skin sheet reactor 35 100 [53]
Pesticides mixture TiO, Sunlight Immobilized over Ahlstrom 45 80 [54]
paper (STEP reactor)
Benzoic acid containing Degussa  Sunlight Immobilized stainless steel flat 3 100 [55]
wastewater TiO, P25 plates (TFFBR)
Biologically pretreated TiO, P25  Sunlight Double skin sheet reactor 5.5 40 [56]
industrial wastewater
Secondary treated sugar Ag/TiO,  Sunlight Immobilized on ceramic surface 3 99 [33]
refinery wastewater (TFFPR)
Synthetic dye solution Ag/TiO,  Sunlight Slurry (FER) 1 99 The present
study

ization of dye was observed within 60 minutes under 1.1 mW/cm’
average solar irradiation (Fig. 15). On comparison with several
authors, a slurry type falling film reactor was found to be more
efficient for the treatment of dye solution (Table 1) [50-56].

2-6. Effect of Different Substrate (Glass vs Tile)

To study the effect of different substrate on dye decolorization,
the experiment was performed with glass plate vs ceramic tiles with
optimal operation parameters (Fig. 16). Interestingly, tiles show
maximum decolorization than glass plates, which was due to non-
concentrating solar energy in glass plate than in tiles. In the tile
surface, the solar light is reflected by its polished surface, whereas in

100 4
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Fig. 16. Effect of different substrate on MB dye degradation (Dye
conc.-10 ppm; catalyst Ag/TiO,-100 ppm; pH-2.0; flow rate-
30L h'; solar intensity-1.1 mW/cm?; substrate-tiles; time-
60 mins; H,0, conc.-10.0 mM).
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glass plate the rays penetrate through the glass, which is the possi-
ble reason for the reduction in the efficiency than in tiles. There
was no significant change in the dye decolorization when the experi-
ment was performed with double skin reactor, i.e, a glass plate was
placed over the tile surface with 1 cm gap to prevent water loss by
evaporation.
2-7. Reusability of Catalyst

The stability of Ag decorated TiO, was evaluated by conducting
the experiments in repeated cycles. The catalyst was recovered by
simple sedimentation process and dried in hot air oven at 100 °C
for 2 hours to remove the moisture and was reused in the next
successive cycles. Fig. 17 illustrates the high stability of the catalyst

100

Degradation of MB (%)
8 3 3

N
o
1

0 T T
1 2 3 4 5

No. of cycle

Fig. 17. Repeated reuse of Ag deposited TiO, catalyst for MB dye
degradation under optimum operational conditions.
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even after five repeated cycles.
CONCLUSION

Silver decorated TiO, was prepared by a simple chemical reduc-
tion method using NaBH, as reducing agent. Characterization
results confirm that TiO, decorated with silver extends its wave-
length response towards the visible light region and increases the
production of ROS by reducing the e” and h* recombination rate.
A simple, cost effective fixed angle falling film reactor designed and
fabricated locally was studied for dye decolorization. The results
show that the decolorization efficiency increased two-fold in Ag-
deposited TiO, than pure TiO,. Effects of various operational param-
eters on dye decolorization were optimized. Ceramic tiles as sub-
strate exhibited high photocatalytic activity compared to glass sub-
strate. The double skin reactor fabricated with transparent glass
sheet over the tile surface did not affect the dye decolorization.
Such pilot scale falling film reactors are found to be an efficient,
cost effective technique for the treatment of various kinds of dye
pollutants.

ACKNOWLEDGEMENTS

We acknowledge the University Grants Commission (UGC)
India, for funding the major research project (ENo. 40/146/2010
S.R.) and Central Instrumentation Facility (CIF), Centre for Nano-
science and Technology and Department of Earth Sciences, Pondi-
cherry University for characterization studies.

REFERENCES

1.M. A. Habib, . M. 1. Ismail, A.]. Mahmood and M.R. Ullah, |
Saudi Chem. Soc., 16, 423 (2012).
2.X. Liu, A. Jin, Y. Jia, T. Xia, C. Deng, M. Zhu, C. Chen and X.
Chen, Appl. Surf. Sci., 405, 371 (2017).
3.G. Manjari, S. Saran, T. Arun, A.V.B. Rao and S.P. Devipriya, J.
Saudi Chem. Soc. (2017), DOI:10.1016/j.scs.2017.02.004.
4. A. Sandoval, C. Herndndez-Ventura and T. E. Klimova, Fuel, 138,
30 (2017).
5. W. Xie, M. Zhang, D. Liu, W. Lei, L. Sun and X. Wang, ACS Sus-
tain. Chem. Eng, 5, 1392 (2017).
6. A. Vats and S. Mishra, Environ. Sci. Poll. Res., 24, 11662 (2017).
7.A. Shah, S. Shahzad, A. Munir, M. N. Nadagouda, G.S. Khan,
D.E Shams, D.D. Dionysiou and U. A. Rana, Chem. Rev, 116,
6042 (2016).
8.0.]. Hao, H. Kim and P.C. Chiang, Crit. Rev. Environ. Sci. Tech-
nol., 30, 449 (2000).
9.D. Mohan, K. P. Singh, G. Singh and K. Kumar, Ind. Eng. Chem.
Res., 41, 3688 (2002).
10. T. Zhang, T. Oyama, A. Aoshima, H. Hidaka, ]. Zhao and N. Ser-
pone, J. Photochem. Photobiol. A Chem., 140, 163 (2001).
11. D. Gimiis and E Akbal, Water, Air; Soil Pollut., 216, 124 (2011).
12. A. Patchaiyappan, S. Saran and S.P. Devipriya, Korean J. Chem.
Eng, 33, 2107 (2016).
13.N. Tzikalos, V. Belessi and D. Lambropoulou, Environ. Sci. Poll.
Res., 20, 2305 (2013).

14. H. Wang, S. Dong, Y. Chang and J. L. Faria, J. Hazard Mater., 235,
230 (2012).

15.S.P. Devipriya, S. Yesodharan and E.P. Yesodharan, I J. Photoen-
ergy, 2012, Article ID 970474, 1 (2012).

16.M. Abdennouri, A. Elhalil, M. Farnane, H. Tounsadi, E Z. Mah-
joubi, R. Elmoubarki, M. Sadiq, L. Khamar, A. Galadi, M. Baélala
and M. Bensitel, J. Saudi Chem. Soc., 19, 485 (2015).

17.Z. Chen, L. Fang, W. Dong, E Zheng, M. Shen and J. Wan, J.
Mater. Chem. A, 2, 824 (2014).

18.X. H. Yang, H. T. Fu, X. C. Wang, J. L. Yang, X. C. Jiang and A.B.
Yu, J. Nanopart. Res., 16, 2526 (2014).

19.K. Nakata and A. Fujishima, J. Photochem. Photobiol. Rev., 13, 169
(2012).

20.B. Yu, K. M. Leung, Q. Guo, W.M. Lau and J. Yang, Nanotechnol.,
22, 115603 (2011).

21.Z. Jiang, W. Wei, D. Mao, C. Chen, Y. Shi, X. Lv and ]. Xie,
Nanoscale, 7, 784 (2015).

22.]. Colina-Marquez, E Machuca-Martinez and G. Li Puma, Envi-
ron. Sci. Technol., 43, 8953 (2009).

23.T. Han, Y. Chen, G. Tian, W. Zhou, Y. Xiao, J. Li and H. Fu, Sci.
China Mat., 59, 1003 (2016).

24.L. Karimi, S. Zohoori and M.E. Yazdanshenas, J. Saudi Chem.
Soc., 18, 581 (2014).

25.C. Sahoo, A. K. Gupta and A. Pal, Desalination, 181, 100 (2005).

26.S. Sakthivel, M. V. Shankar, M. Palanichamy, B. Arabindoo, D. W.
Bahnemann and V. Murugesan, Water Res., 38, 3008 (2004).

27.N. Nino-Martinez, G. A. Martinez-Castanon, A. Aragon-Pina, E
Martinez-Gutierrez, J.R. Martinez-Mendoza and FE Ruiz, Nano-
technol., 19, 065711 (2008).

28.N. Sobana, M. Muruganadham and M. Swaminathan, ] Mol.
Catal. A Chem., 258, 124 (2006).

29.R.J. Tayade, T.S. Natarajan and H. C. Bajaj, Ind. Eng. Chem. Res.,
48, 10262 (2009).

30.Y. Tang, Z. Jiang, Q. Tay; J. Deng, Y. Lai, D. Gong, Z. Dong and Z.
Chen, RSC Adv, 2, 9406 (2012).

31.L. Zhang, ].C. Yu, H. Y. Yip, Q. Li, K. W.K. Wong, A. W. Xu and
P. K. Wong, Langmuir, 19, 10372 (2003).

32.E. Liu, L. Kang, Y. Yang, T. Sun, X. Hu, C. Zhu and J. Fan, Nano-
technol., 25, 165401 (2014).

33.S. Saran, G. Kamalraj, P Arunkumar and S. P. Devipriya, Environ.
Sci. Poll. Res., 23, 17730 (2016).

34. V. Vamathevan, R. Amal, D. Beydoun, G. Low and S. McEvoy;, J.
Photochem. Photobiol. A: Chem., 148, 233 (2002).

35.R. A. Rather, S. Singh and B. Pal, Sol. Energ. Mat. Sol. Cells, 160,
463 (2017).

36.K. Gupta, R. P. Singh, A. Pandey and A. Pandey, Beilstein J. Nano-
technol., 4, 345 (2013).

37.FE Wu, X. Hu, J. Fan, E. Liu, T. Sun, L. Kang, W. Hou, C. Zhu and
H. Liu, Plasmonics, 8, 501 (2013).

38.K.H. Leong, B.L. Gan, S. Ibrahim and P. Saravanan, Appl. Surf
Sci., 319, 128 (2014).

39. W. Yao, B. Zhang, C. Huang, C. Ma, X. Song and Q. Xu, J. Mater.
Chem., 22,4050 (2012).

40. A. Ramchiary and S. K. Samdarshi, Appl. Surf. Sci., 305, 33 (2014).

41. K. Wetchakun, N. Wetchakun and S. Phanichphant, Desal. Water
Treat., 57, 10286 (2016).

Korean J. Chem. Eng.(Vol. 34, No. 11)



2992 S. Saran et al.

42. M. A. H. Devadi, M. Krishna, H. N Murthy and B. S. Sathyanarayana,
Procedia Mater. Sci., 5, 621 (2014).

43. M. R. Sohrabi and M. Ghavami, J. Hazard. Mater., 153, 1239 (2008).

44.7. Kaur and S. Singhal, Physica B Condens. Matter., 450, 49 (2014).

45.M. Muruganandham and M. Swaminathan, J. Hazard. Mater,
135, 86 (2006).

46.T. Zhang, T. Oyama, A. Aoshima, H. Hidaka, J. Zhao and N. Ser-
pone, J. Photochem. Photobiol. A: Chem., 140, 163 (2001).

47.C.H. Wu and . M. Chern, Ind. Eng. Chem. Res., 45, 6450 (2006).

48.B. Neppolian, S.R. Kanel, H. C. Choi, M. V. Shankar, B. Arabin-
doo and V. Murugesan, Int. J. Photoenergy, 5, 49 (2003).

49.E. M. Saggioro, A.S. Oliveira, T. Pavesi, C. G. Maia, L. E V. Ferreira
and J. C. Moreira, Molecules, 16, 10386 (2011).

50. P. Wyness, J. Klausner, D. Goswami and K. Schanze, J. Sol. Energy

November, 2017

Eng, 116, 7 (1994).

51.M. Bekbolet, M. Linder, D. Weichgrebe and D. Bahnemann, Sol.
Energy, 56, 469 (1996).

52.G. Zayani, L. Bousselmi, E Mhenni and A. Ghrabi, Desalination,
246, 352 (2009).

53.M. Van Well, R. Dillert, D. Bahnemann, V. Benz and M. A. Muel-
ler, . Sol. Energy Eng., 119, 119 (1997).

54.H.B. Thu, M. Karkmaz, E. Puzenat, C. Guillard and J. M. Herr-
mann, Res. Chem. Intermed., 31, 461 (2005).

55.A.H. C. Chan, C.K. Chan, J. P. Barford and J. E Porter, Water Res.,
37, 1135 (2003).

56.R. Dillert, A. Cassano, R. Goslich and D. Bahnemann, Catal. Today,
54, 282 (1999).




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages false
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 290
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth 8
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /FlateEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 290
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth 8
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /FlateEncode
  /AutoFilterGrayImages false
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 800
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [2834.646 2834.646]
>> setpagedevice


