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Synthetic organic dyes are coloring agents used in various industries. Despite the fact that they offer exciting colors and long-lasting
effects, certain organic dyes can have harmful impacts on human health and aquatic ecosystems. This study investigates the photo-
catalytic degradation of malachite green dye using Ni-TiO, nanoparticles (NPs) and Ni-TiO,/PANI nanocomposites (NCs) in various
reaction conditions. The surface and compositional change of synthesized photocatalysts were characterized by XRD, FTIR, AAS, and
UV-vis spectrophotometer. Accordingly, the XRD results signify the crystal structure of photocatalysts found to be tetragonal anatase
phase while the FT-IR spectra indicate the titanium has predominantly form a coordination compound upon reaction with nitrogen
atom through weakening the bond strength between C=N, C=C, and C—N in the PANI. The UV-vis measurement shows that the
energy bandgaps were decreased from 3.20 to 2.77 eV and 2.59 eV for Ni-TiO, NPs and Ni-TiO,/PANI NCs, respectively. From AAS
data, the authors confirmed that Ni metal has significantly existed in the aforementioned photocatalysts after the calcination process.
The photocatalytic degradation of Ni-TiO, NPs and Ni-TiO,/PANI NCs on the model dye has studied and their efficiency was 94.22%
and 99.09%, respectively. The photocatalytic degradation follows pseudo-first order with 2.23 x 107> min~" reaction rate at optimum
conditions of pH 8.5, initial dye concentration of 0.2 g/L, catalyst load of 0.2g/L, and irradiation time of 90 min. With this, the
outstanding result recorded using Ni—TiO,/PANI NCs is ascribed to the smaller particle size as compared to Ni-TiO, NPs, and it is

found to be the promising photocatalyst for the removal of wastewater containing organic dyes.

1. Introduction

Water is one of the most worthy sources playing a vital role
in sustaining life and keeping the environment safe, clean,
and hygienic circumstances [1]. However, by virtue of the
discharging hazardous organic and inorganic pollutants to
natural water bodies without proper handling, human health
and aquatic ecosystem are under serious conditions. In par-
ticular, synthetic organic dyes are the most toxic pollutants
to human and aquatic species [2] which can be generated and
discharged from paper, textile, plastic, cosmetics, and leather
industries [3]. Mostly, such dyes are harmful and their sta-
bility would make them nonbiodegradable. Previous reports
indicate that over 10% of organic dyes commonly find their
way to effluents when they failed entirely bind to the targeted

fibers and could creates serious environmental pollution [4].
With these wider applications in foods, cosmetics, drugs, and
printing inks industries [5], the exposure to such organic
dyes could pose the skin, eye, respiratory tract irritation,
and reproductive impairment upon inhalations and direct
contact [6]. For example, malachite green (MG) is an organic
dyes contains the triphenylmethane group and commonly
known as 4-[(4-dimethylaminophenyl)-phenyl-methyl]-N,
N dimethylaniline (C,3H,sN,Cl) could serve as coloring
agent in various industries [7, 8] and cause severe health
effect to human beings. Nevertheless, MG dye along with
its reduced form (leuco MG) has an unpleasant effect on
reproductive and immune system [9]. Consequently, it is
indispensable to develop an effective treatment techniques
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[10] so as to frequently convert into environmentally friendly
species.

A few decades back, scientists developed the most common
wastewater treatment methods including chemical coagulation,
flocculation [11], photocatalytic degradation, microbial degra-
dation, advanced oxidation process (AOP), UV/H,0,, mem-
brane separation, and adsorption process [12]. Among the
aforementioned techniques, advanced oxidation process has
received enormous attention because of its effective generation
of hydroxyl free radicals ("OH) which can attack the target
contaminants. The active HO® can be generated by chemical
oxidants in the presence of energy sources such as ultraviolet
(UV) light. Recently, photocatalysts have been established as
one of the most important UV light assisted catalytic materials
for successful degradation of environmental contaminants with
kinetically feasible rates [13]. This photocatalytic degradation
process use the heterogeneous semiconductor substrate includ-
ing metal oxide such as ZnO, Fe,03, V,05, WO3, NiO, CuO,
and TiO,. It is most preferable technique as a result of its
inexpensiveness, versatility, and environmentally friendly
[14]. Predominantly, TiO, is one of the valuable photocatalyst
in addition to its various applications such as gas sensors, anti-
fogging, surface coating, solar energy cells, surface cleaning,
and sterilizing materials. Furthermore, this semiconductor is
inexpensive, nontoxic, corrosion—resistant, and own enormous
oxidative capacity [15]. The photocatalytic activity of TiO, is
pronounced when it does exist in anatase than in the rutile and
brookite phase [16]. As a result of high bandgap of anatase
phase (3.20 eV), it can absorb only a small portion of the solar
spectrum.

Besides its advantages, photocatalytic techniques are fac-
ing the challenges such as the wide bandgap, limited photo-
response, and difficulties in posttreatment recovery of the
metal oxide nanoparticles (NPs) [17]. To overcome these
limitations and produce photocatalysts responsive to visible
light, surface-tuning strategies and modification of oxides at
nanometer (nm) scale have been developed through doping,
surface treatment, and multilayer oxide preparation [18].
Consequently, the semiconductors have been doped with
metals/nonmetals such as N, C, S, Ag, Au, and Pt to extend
its activity toward the visible region [19].

For instance, TiO, was doped with ceramics via sol-gel
method for the degradation of Rhodamine B (RhB) under
UV light irradiation [20]. The result showed that the modi-
fication of TiO, not only prevents phase transfer but also
provides facile recovery of the catalyst after degradation of
RhB. Among various dopants, Ni metal is most widely used
for surface reengineering so as to enhance the photocatalysis
of semiconductors. It is more attractive due to its abundant,
low cost, exist in acceptable toxicological levels, and may
bring about alternative reactivity profiles in order to generate
novel chemical transformation [21]. Recently, the photode-
gradation of organic dyes using Ni-ZnO NPs and the com-
posite with p(AAc) microgels have been studied [22]. The
energy bandgap of ZnO has lowered from 3.31 to 3.16eV
when its surface has been treated, and the model dye has
been degraded as compared to the corresponding pure NPs.
Furthermore, the conjugated polymers (CPs) are receiving
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great attention in modifying photocatalyst because of their
plausible applications environmental remediation [23, 24].
CPs also have shown remarkable advantages in renewable
energy devices [25, 26] due to their unique behavior [27].

Among several CPs, polyaniline (PANI) [28] is one of the
most frequently used polymers as a result of its decent stabil-
ity, low synthesis cost, nontoxicity, good optical, and electrical
properties. The PANI hybrid NCs are photocatalytically
active under UV—vis because of HOMO-LUMO excitation
and increased electron—hole pairs separation [24]. Therefore,
the incorporation of such CPs into NPs is mostly used to
stabilize via surface capping of the catalyst [29]. For instance,
PANI/CdO NCs were developed for the photocatalytic deg-
radation on methylene blue (MB) and MG dyes [30] and the
result indicated that the degradation performance of the cat-
alyst was enhanced after the surface treatment with polymer.
For instance, Pandiselvi et al. [31] modified TiO, NPs with
ceramic and PANI (n-TiO,/C/PANI) using sol-gel method
for the photodegradation of MB and crystal violet (CV). The
study indicated that an addition of ceramic and polymer to
TiO, enhances its photocatalytic efficiency under visible light
illumination. Recently, Alemu et al. [32] synthesized Ag
doped CdO/PANI NCs using sol-gel method in order to
investigate the photocatalytic degradation of BPB dyes under
UV-vis illumination. The reports signify that the degradation
efficacy was recorded 97.30% at pH 6 and 210 min irradiation
time while the photodegradation kinetics followed pseudo-
second order reaction rate.

To our best of knowledge, the photodegradation of MG
with the aid of Ni-TiO, NPs modified with PANT homopol-
ymer under UV-vis light irradiation has not reported yet to
resolve the aforementioned challenges. Thus, the current
study mainly focuses on the synthesization of Ni-TiO,/
PANI NCs using sol-gel method and surface characteriza-
tion of photocatalyst by FT-IR, XRD, and UV—-vis spectro-
scopic techniques for the investigation of photodegradation
of MG dyes under visible light illumination. Furthermore, the
effect of operating parameters such as pH of media, catalyst
load, nature of catalysts, and initial dye concentration for
photodegradation of model dye and the degradation mecha-
nism has also been proposed. In general, we have established
the novel method which could be applicable for the treatment
of wastewater samples containing cationic dyes.

2. Materials and Methods

2.1. Experimental Site. The as-synthesized photocatalysts’
degradation performance study, optical bandgap determina-
tion, and data analysis were carried out at Wollega University,
Chemistry Department Research Laboratory; surface compo-
sition and exploratory its functional group were conducted at
Addis Ababa University. In addition, the crystalline structure
was carried out at Adama Science and Technology University,
Ethiopia.

2.2. Materials. UV—visible spectroscopy (UV-vis, Cary 60
UV-Vis, Agilent Technologies, China), X-ray diffractometer
(XRD, Shimadzu XRD-7000, German), Fourier-transform
infrared spectroscopy (FT-IR, Shimadzu 8,400 S, German),
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and atomic absorption spectroscopy (AAS, AA-10 Varian
manufacturing Co. Ltd, Australia) were among the critical
instruments used for photocatalytic surface characterization
of this work. Photoreactor (PUV-PR, Peschl Ultraviolet,
GmbH, Germany) with two LED lamps emit 400 luminous
light intensity between 360 and 625nm wavelength, pH
meter, air (oxygen) pumper, muffle furnace, centrifuges, mag-
netic stirrer, electronic balance, and oven were the most appa-
ratus used for this purpose.

2.3. Chemicals. All chemicals used for this study were analyti-
cal grade which were applied without additional refinements.
Titanium tetrachloride (99%), nickel nitrate hexahydrate, ani-
line (99%), ammonium peroxysulphate (APS), ethanol
(99.7%), sulturic acid (98%), sodium hydroxide, hydrochloric
acid (37%), distilled water, and MG dye were chemicals used in
this work. The aforementioned chemicals were supplied by
Loba Chemical except APS which was procured from Micron
Chemical agent.

2.4. Experimental Parts

2.4.1. Synthesization of Ni—TiO, NPs. Nickel-doped TiO,
(Ni-TiO,) NPs are prepared via sol-gel method. Twenty
milliliters of TiCly (99%) has added drop-wise to 200 mL
ethanol (99.7%) at ambient temperature. It was performed
in a fume hood since the Cl, and HCI were exhausted in a
very large amount during the mixing process and the mix-
ture changed to yellowish solution. A 100 mL of the sol—gel
was added into beaker A and 10 mL isopropyl alcohol and
6 mL of distilled water were mixed to obtain a new solution
(Solution A). Another solution (Solution B) is prepared from
0.2 g of 2 wt% Ni(NO3),-6H,0 which is engendered through
mixing with the solution containing 10 mL of isopropyl alco-
hol (99%) followed by the addition of 1 mL conc. HNOj; and
6 mL of DI water. A sol-gel was formed upon slowly adding
Solution A to Solution B under continuous stirring for 5hr
while the pH was adjusted to 1-2 through adding conc.
HNO;. Then, the dry-gel was obtained upon vaporizing for
3 hr at 80°C which then calcinated for 2 hr in the furnace at
500°C. After calcinations, the powder with gray colored is
obtained and grinded from which the fine powder is pre-
pared. Finally, about 0.5g of the grinded powder was
obtained and stored for further surface characterization
and study its catalytic activity [15].

2.4.2. Synthesization of Ni-TiO,/PANI NCs. A 2 g of Ni-TiO,
is added into 100 mL of 1 M H,SO, to beaker A and contin-
uously stirred for 30 min. A 1.85 mL of aniline monomer was
supplemented to the same beaker which was stirred for
20min. To beaker B, 4g of APS was added to 100 mL of
H,SO, and stirred for 10 min. The mixture in beaker B was
added slowly to the mixture of beaker A. This step was helpful
to prepare the conductive polymer and avoid the formation of
oligomer. Then after, a dark green precipitate was obtained.
The acquired suspension has been kept for 24 hr at room
temperature. Finally, the above suspension is filtered, washed
with ethanol as well as water until the filtrate changes to
colorless and dried at 100°C for 5hr. The mixture changed
to green color indicating the formation of conductive

polyaniline (PANI). Finally, the dried powder is grinded till
the fine powder is created for actual characterization and
study of catalytic activity [33].

2.5. Characterization Methods

2.5.1. Study of Crystalline Structure. The crystal phase and
sizes of Ni-TiO, NPs and Ni-TiO,/PANI NCs were studied
by X-ray diffractometer (XRD). The samples were measured
in the angular range (26) of 10°-80° at the scan rate of 4°/min
with the help of Cu Ka radiation (4 =0.154060 nm) operat-
ing at 40kV and 30 mA accelerated voltage and applied
current, respectively. The diffraction pattern is used to
determine the average crystallite size of particles using
Equation (1) [34]:

KA
D=—— 1
BcosO’ (1)

where K—Scherrer’s constant=0.9, f is the full width at half
maximum (radians), 4 is the X-ray wavelength (0.154060 nm),
D is the average crystallite size, and 0 is the Braggs angle.

2.5.2. Study of Functional Group. The functional groups of
each photocatalyst are characterized by FT-IR spectrometry.
The measurement is performed with pressed pellets using
paraffin as diluents while its spectrum is collected between
the wave numbers of 400 and 4,000 cm™! [35].

2.5.3. Determination of Energy Bandgap. The capacities of
light harvesting and absorption of the aforementioned NPs
and NCs are determined by UV—vis absorption spectra mea-
sured in 200-800 nm wavelengths. A 0.2 g/L of both Ni-TiO,
and Ni-TiO,/PANI samples were taken during the measure-
ment. Thus, the bandgap energy of each photocatalyst is
obtained from the following equation [36]:

1,240
=7V, (2)

where E, is the energy bandgap and 4 is wavelength in nm.

2.5.4. Determination of Ni in Nanocomposite Using AAS.
Determination of Ni in Ni—TiO,/PANI NC was done in
replicates using computerized atomic absorption spectrome-
ter (AAS, AA-10 Varian manufacturing Co. Ltd., Australia).
The calibration of the instrument using standards and blank
was frequently done between samples to ensure stability of
the baseline.

2.6. A Study of Photocatalytic Degradation. A 0.2 g MG dye is
dissolved in 1L of DI water. Then, 100 mL of dissolved dye is
taken to 250 mL beaker. A 0.2 g of Ni~TiO, NPs and Ni-TiO,/
PANI NCs powders are dissolved in 100 mL of dye solution
while the pH of the mixtures is adjusted to 8.5 and continuously
stirred for 30min till adsorption—desorption equilibrium is
achieved. Throughout the irradiation process, the photoreactor
was sustained under magnetic stirring to achieve a homogeneous
suspension to encourage the adsorption of dye at the surface of
photocatalysts. Two LED lamps that primarily emit the definite



power of 30 W (about 400 luminous light intensity) and 220 V
were applied as source of visible light and situated parallel to the
reactor [32, 37]. Then after, the absorbance of the solutions has
recorded every 15min using UV-vis spectrophotometer. Per-
centage degradation efficiency of the photocatalysts has been
calculated as follows [38]:

G -C Ag—A
¢ “x100=-"2—""x100, (3)
0 A

Degradation (%) =

where C, is the dye initial concentration, C is the concentra-
tion of dye at time “t,” Ay is the absorbance at initial stage,
and A, is the absorbance of dye at time “¢.” The wavelength of
light corresponds to maximum absorbance of MG is found to
be 617 nm and measured accordingly. The degradation
kinetics of MG dye was studied using the initial concentra-
tions of 0.1, 0.2, 0.3, and 0.4 g/L. The catalytic activity of
as-synthesized photocatalysts under UV-vis light can be
evaluated by comparing the apparent rate constants [39].
Accordingly, the degradation kinetics is also described using
pseudo-first order (Equation (4)) and pseudo-second order
kinetics (Equation (5)):

In <C£> =Ki.t, (4)

o

where C, and C are the concentration of MG at initial and
after time f, K; and K, are respective rate constants for
pseudo-first and -second order reactions, respectively [40].

2.7. Study of Operational Parameters

2.7.1. UV=Vis Irradiation Time. The relationship between
the degradation efficiency with UV—vis irradiation time on
MG was studied for 90 min reaction time keeping the fixed
concentration of dye to 0.2 g/L, catalyst load of 0.2 g, and pH
at 8.5.

2.7.2. Effect of Catalyst Dose. The effect of catalyst dosage on
the degradation efficiency of photocatalytic against MG dye
was observed by adding 0.1-0.5 g of Ni-TiO,/PANI NCs at
constant concentration of dye (0.2 g/L) and 8.5 pH values.

2.7.3. Effect of pH. The variation of pH on photocatalytic
degradation efficiency and its effects was investigated from
5 to 10 through maintaining the other parameters constant
such as dye concentration of 0.2 g/L, photocatalyst load of
0.2 g which lasts for 90 min.

2.7.4. Effect of Initial Concentration of Dye. The initial con-
centration of MG is varied from 0.1 to 0.4g/L in order to
investigate the photocatalysts’ degradation performance
through fixing the other parameters constant such as photo-
catalyst load to be 0.2 g and pH to be 8.5 [41].
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FiGUre 1: The XRD pattern of Ni-TiO, NPs and Ni-TiO,/PANI
NCs.

3. Results and Discussion

3.1. Surface Characterization of Photocatalysts

3.1.1. Study of Crystalline Structure. Figure 1 shows XRD
spectrum of Ni-TiO, NPs and Ni-TiO,/PANI NCs. From the
graph, the diffraction pattern at angle 26 = 25.33°, 28.45°, 38.57°,
48.05°, 54.18°, 55.05°, 62.70°, 70.26°, and 76.02°%; the respective
Miller indices are (101), (004), (200), (105), (211), (204), (220),
and (215) for Ni-TiO, NPs; the diffraction peaks at angle 20 =
25.28° 28.35°, 38.46°, 47.99°, 53.91°, 55.03°, 62.20°, 62.67°,
70.34°, and 75.02°% and the corresponding miller indices of
(101), (004), (200), (105), (211), (213), (204), (301) and (215)
for Ni-TiO,/PANI NCs. The previous report indicates that the
XRD peaks observed at 25.33 and around 48.00° were ascribed
to the formation of pure TiO, in anatase phase [42]; however,
in addition to those peaks, there are few spectra observed
around 38.50° and it realizes the presence of nickel metal
within NP and NC [43]. Similarly, the crystallographic planes
validated the current nanomaterial’s crystalline phase and are
very well aligned to specifications of JCPDS card No. 21-1272
[44] which signifies that all the XRD peaks are corresponding
to the anatase phase structure of TiO, doped with Ni and
modified with PANT while there are no peaks matching to
rutile and brookite phase formation.

Using the Debye—Scherrer formula indicated in Equation (1),
the average crystallite size of photocatalysts is calculated using
the most intensive peaks [45] observed at 25.33°, 38.57°, and
48.05° for both samples, and their values are shown in Table 1. In
this graph, the XRD diffraction peak of Ni-TiO,/PANI NCs has
slightly shifted to the lower angle when related to Ni-TiO, NPs,
indicating that the NCs’ crystallite size is getting smaller than
pure NPs. These results further indicate that Ni ions have been
successfully doped into TiO, in the process of synthesis which
shows the successful surface treatment with polymer.

Ti ions are partly replaced by Ni ions in the crystalliza-
tion process so that they occupy the sites in the crystal lattice.
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TasLE 1: The calculated crystallite size of Ni-TiO, NPs and Ni-TiO,/PANI NCs.

Photocatalyst 20 (degree) P (degree) p (radian) D (nm) Average (nm)
25.3258 0.39200 0.006842 21.71
Ni-TiO, 48.0532 0.44520 0.00777 20.42 19.88
27.4601 0.48810 0.00856 17.51
25.2811 0.40970 0.007151 20.77
Ni-TiO,/PANI 47.9950 0.45600 0.00796 19.93 19.17
27.4191 0.50890 0.008882 16.80
80
72
E]
<
< 64
é 2,350.33 1,547.49
E 56 3,425.85
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1,129.28
40

4,000 3,500 3,000 2,500

2,000 1,500 1,000 500

Wavenumber (cm™!)

—— Ni-TiO,/PANI
— Ni-TiO,

FiGure 2: The FTIR spectra of Ni-TiO, NPs and Ni-PANI/TiO, NCs.

O-Ti-O-Ni

| O—Ti—O—Ni = IT
HQN\ N ~a :
% B

O-Ti-O-Ni

ScueME 1: The Ni-TiO,/PANI NCs interactions with N in PANI and Ti in TiO..

From the result, it could be recognized that Ni doping does
not significantly influence the structure of TiO,, rather
reduces the grain size and widens the peaks in its XRD pat-
tern [15]. Both photocatalysts displayed the XRD peaks
which correspond the standard diffraction data and signify
that TiO, before and after modification own the tetragonal
anatase crystalline structure (JCPDS card no. 21-1272) and
agree with the prior report [44].

3.1.2. Study of Functional Group. The FTIR spectra of
Ni—TiO, NPs and Ni-TiO,/PANI NCs are shown in Figure 2.
As observed from the graph, the vibrational bands observed at
621 and 678cm™' represented the stretching modes for
Ti-O-Ti in Ni-TiO, NPs [46] while the peaks located at
593 and 563 cm™" indicate the symmetric stretching modes
in —O-Ti-O-. In addition, the broadband at 520 cm™" illus-
trates the vibration of metal-oxygen bond (Ti-O) or (Ni-O)
in Ni-TiO, NCs [47]. In this study, the distinct bands of

1,500-1,587 cm ™" and 1,492-1,502 cm™" represent the C=N
and C=C stretching modes of quinoid (Q) and benzoid
(B) units [46]. Meanwhile, the FTIR spectrum observed at
1,129 cm™! ascribes the Ti—N vibration which originated
from the coordination compound formed between Ti and N
atoms and confirmed the bands shifted to higher wavenum-
ber corresponding to weakening spectra of C=N, C=C, and
C—N in PANI. Thus, in Ni-TiO,/PANI NCs, the shift in
peaks indicates that there is a significant Ti-N interaction
after surface modification with polymer. The structures rep-
resent the bond formation between PANI and Ni-TiO, where
B is benzoid and Q is quinoid group of polymeric chains [46],
as shown in Scheme 1.

3.1.3. Determination of Energy Bandgap. The UV—vis absorp-
tion spectrums of Ni-TiO, NPs as well as Ni-TiO,/PANI
NCS are revealed in Figure 3. The absorption edges for both
photocatalysts are found to be 447 and 478 nm, respectively.
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FIGURE 3: The UV-vis absorption spectrum of (a) Ni-TiO, NPs and (b) Ni—TiO,/PANI NCs.

TaBLE 2: Summary of energy bandgap of Ni-TiO, NPs and
Ni-TiO,/PANI NCs.

Photocatalysts Wavelength (nm) Energy gap (eV)
Ni-TiO, 447 2.77
Ni-TiO,/PANI 478 2.59

The intrinsic absorption peak of TiO, was observed at
440 nmy; red shifted comparing with the bulk exciton in conse-
quence of the size effect of the nanostructures. Obviously, the
absorption wavelength of Ni-TiO, NPs and Ni-TiO,/PANI
NCs powders are shifted to higher wavelength with the
increase of its absorption intensity with narrowing the
energy gap due to the delocalized N2p states in PANI, thus
greatly contribute to the creation of VB with the O2p and 3d
metal states which agree with the previous report [36]. Such
effect is attributed to the transitions between the VB and CB
as well as the exchange interaction between d electrons of Ni
ions which can mix with Ti d-orbital. The energy gaps (E,) of
the synthesized photocatalysts were calculated (Equation (2))
and the corresponding results for Ni-TiO, NPs and
Ni-TiO,/PANI NCs are 2.77 and 2.59 eV, respectively, as
indicated in Table 2.

3.1.4. Atomic Absorption Spectroscopic Analysis. Figure 4
shows the calibration curves of absorbance with respect to
samples’ concentrations at a specific wavelength of metal
constructed through analysis of the instrument blank and
standards. As shown in curves, the instrument response
was found to be linear and sensitive with R*=0.9996. The
plotted calibration curve was used to determine the concen-
trations of Ni metal (Table 3) in the samples of Ni-TiO, NPs
and Ni-TiO,/PANI NCs using standard solution for Ni
metal.

The AAS data confirmed the existence of Ni in both
photocatalysts after the calcination process and polymeriza-
tion reaction with Ni—TiO,. Therefore, the incorporation of
Ni participates in the nanoparticles and nanocomposites

x10%
5

¥ =2,372.66x - 24.058
4 R*=0.99952

Absorbance (a.u.)
N}

0 5 10 15 20

Concentration (ppm)

FIGURE 4: The calibration curve for nickel metal from AAS data.

TasLe 3: The concentrations of Ni metal in Ni-TiO, NPs and
Ni-TiO,/PANI NCs.

Photocatalysts Concentration (ppm) Absorbance (a.u.)
Ni-TiO, 12.59 5.79x10°
Ni-TiO,/PANI 321 2.99x 10*

with the appropriate amount were very good for photocata-
Iytic degradation.

3.2. Study of Photocatalytic Activity and Degradation Mechanism

3.2.1. Study of Photocatalytic Activity. The photocatalytic
activity as-synthesized photocatalysts; Ni-TiO, NPs and
Ni-TiO,/PANI NCs were investigated under visible irradia-
tion on the model MG dye by optimizing the catalyst load,
initial concentrations of dyes, pH of solution, and irradiation
time. The percent degradation was also calculated using
Equation (3). In this study, the effective type of catalyst in
degradation efficiency was determined using 0.2 g/L concen-
tration of each catalyst. Accordingly, among the two cata-
lysts, Ni-TiO,/PANi NCs were offered the high degradation
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TaBLE 4: Percentage degradation of Ni-TiO, and Ni-TiO,/PANI on MG dye.

Photocatalyst for MG dye degradation A, A Degradation (%)

Ni-TiO, 0.2602 0.0150 94.22

Ni-TiO,/PANI 0.2602 0.0024 99.09

02
g 0,-
&
3 H+
o
< +
&) .
= 0,7~
HO,*

q MGads

l

Degraded products (H,0 + CO,)

FiGURE 5: The schematic representation of photocatalytic degradation mechanism of MG dye using Ni-TiO,/PANI NCs.
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ScHEME 2: The photocatalytic degradation mechanism of MG dye using Ni—TiO,/PANi NCs.

performance on MG (Table 4). This catalytic performance is
ascribed to its lower particle size and narrow energy gap
(shown in the results of XRD and UV-vis spectrum) so
that the MG dye molecules could adsorb to the catalyst’s
active sites.

3.2.2. Degradation Mechanism. Figure 5 represents the photo-
catalytic degradation mechanism using Ni-TiO,/PANI NCs.
In this process, TiO, could absorb UV light and generate
electron—hole pairs which then react with surface adsorbed
O, to form O5. The electron-hole pairs generation within the
catalysts is mainly caused by the direct absorption of photons
that further cause the diffusion of the charge carriers to the
surface of photocatalysts. This is owing to the lowering band-
gap as a result of the formation of the dopant’s energy levels
below conduction band [10]. The delocalized electrons of Ni3d

energy state account for the narrowing energy bandgap of TiO,
NPs to 2.77 eV upon doping with Ni metal. The codoping of
PANT further promotes shifting wavelength to the higher value
from 447 to 478 nm and lessening an energy bandgap to
2.59eV in Ni-TiO,/PANI NCs. However, there is possibility
where some holes created in the HOMO of PANT as a result of
electron transfer from HOMO of PANI to VB of Ni-TiO, NCs.

Scheme 2 shows the photocatalytic degradation mecha-
nism of MG dye using Ni-TiO,/PANi NCs.

This is due to the fact that the HOMO of PANI (2.8 eV)
[48] is at wider energy compared to VB of Ni—TiO,/PANI
(2.59 V). In Ni-TiO,/PANI NCs, the photosensitized poly-
mer performs the electrons excitation from HOMO-to-
LUMO which further jumped to CB of Ni-TiO, NCs. An
electron accepted part would then combine with an adsorbed
O, to form O,"" radicals, while *OH is formed due to the
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FiGURE 6: The effect of catalyst load on photodegradation of MG dye
under UV-vis light.

interaction of the holes react with H,O [49]. Accordingly, the
activated free radicals could effectively split the pollutant
(MG dye) into H,O and CO, [50].

3.3. Study of Operational Parameters

3.3.1. Effect of Catalyst Dose. The amount of catalyst on
photodegradation of MG dye was studied with different con-
centration 0.1, 0.2, 0.3, 0.4, and 0.5 g/L fixing the initial con-
centration of MG at 0.2g/L and pH 8.5. Accordingly, the
optimum amount of catalyst was found to be 0.2 g/L with
the highest photodegradation efficiency (Figure 6). At 0.2 g/L
concentrations of catalyst, the degradation efficiency has
decreased along with increase in catalyst load is attributed
to the aggregation of the catalyst so that it leads to lowering
the total active sites of the catalyst prior adsorption of dye
molecules. Furthermore, as the amount of photocatalyst is
getting higher, it can generate turbidity which tackles the
penetration of light results in the inactivation of the available
active sites [9].

3.3.2. Effect of Irradiation Time. The influence of irradiation
time against degradation of MG dye has been determined
over a reaction time of 20-90 min at concentration of all
catalyst load, initial dye concentration of 0.2 g/mL, and pH
of 8.5. As observed in Figure 6, at visible light irradiation time
of 90 min, the highest degradation rate of the MG dye was
achieved. This achievement is due to the rapid adsorption rate
prior to the equilibrium that is determined by increased avail-
ability in the number of active surface of Ni-TiO,/PANI NCs.
Attachment-controlled process like adsorption is expected at
the equilibrium stage of the reaction because of fact that there
are sorption sites available [51].

3.3.3. The Effect of Initial Concentration of Dye. The study of
the degradation efficiency of Ni-TiO,/PANI NCs on the MG
dye with varying its initial concentration from 0.05 to 0.4 g/L
and fixing the catalyst load to 0.2 g/L was studied. The result
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reveals that the degradation performance of the aforementioned
photocatalyst has increased with increasing dye concentration
till the maximum value of 0.2 g/L (Figure 7). With this optimum
concentration, it is anticipated that more dye molecules could
adsorbed at all active sites of Ni-TiO,/PANI NCs accompanied
by electron donation to the conduction band. Nevertheless, as
the concentration of dye exceeds 0.2 g/L, the degradation perfor-
mance has decreased so that the adsorption between dye mole-
cules and O, at the catalyst surface is more competitive. Since O,
is one of the electron acceptor; it would loosely adsorbed at
surface than the dye molecules so that it lowers the degradation
efficiency and also reaction rate [9]. Otherwise, the applied
Ni-TiO,/PANI NCs deliver a fixed amount of free radicals
which is insufficient to degrade a higher amount of dye.

3.3.4. The Effect of pH. Figure 8 shows the effects of pH on
degradation efficiency of Ni-TiO,/PANI NCs by varying the
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pH from 5 to 10, catalyst load of 0.2 g/L, initial dye concen-
tration of 0.2 g/L, and light irradiation for 90 min. The result
signifies that the degradation performance is found minimum
(58.59%) at pH 5. Conversely, the degradation power is
increased up to pH 8.5 and records the maximum value of
99.09%. This result is directly dependent on the catalyst sur-
face charge. The catalyst surface is positively charged in acidic
environment (lower pH) which decreases the available active
sites for adsorption of a cationic dye (MG). In the range of pH
greater than zero point charge, the catalyst surface becomes
negatively charged (at pH > 8). Therefore, in alkaline environ-
ment, the number of OH at Ni-TiO,/PANI NCs has
increased so that it facilitates the adsorption of MG; the deg-
radation capacities become higher [52].

3.4. Degradation Kinetics

3.4.1. Pseudo-First Order Kinetics. Figure 9 illustrates the
photocatalytic activity of Ni-TiO,/PANI NC which was evalu-
ated by comparing the respective rate constants (Equations (4)
and (5)) for the degradation of MG dye. The degradation kinetic
was studied using the initial concentrations of 0.1, 0.2, 0.3, and
0.4mg/L of MG dye. The result corresponds to pseudo-first
order kinetics (Figure 9(a)) indicates that the photocatalytic
activity of Ni-TiO,/PANI NCs recorded and supported by the
regression coefficient of R*=0.9697 while its rate constant (K;)
has a value of 2.23 X 10> min™".

3.4.2. Pseudo-Second Order Kinetics. Figure 9(b) represents
pseudo-second order kinetics for the degradation of MG dye
at optimum conditions. The regression coefficient R* =
0.7404 for Ni-TiO,/PANI NCs while the corresponding
rate constant (K,) is 4.13x 10> M ' min~'. Comparing
the values of both R* and K of pseudo-first and -second order
kinetics, the pseudo-first order is an appropriate kinetic
model that provided the best fit to an experimental data.
This kinetic model signifies the model dye could be adsorbed
to the catalyst surface [32] following the optimum working
condition following pseudo-first order kinetics.

4. Conclusion

In this research work, the photocatalysts (Ni-TiO, NP and
Ni-TiO,/PANI NC) were synthesized via sol-gel technique for
photodegradation of MG. The synthesized photocatalysts were
characterized using XRD, FTIR, UV-vis, and AAS for the deter-
mination of crystalline size, functional group, bandgap, and sur-
face composition of Ni-TiO, NPs and Ni-TiO,/PANI NCs.
From the characterization techniques, the result reveals that
the average particle size of Ni-TiO, and Ni-TiO,/PANI was
found to be 19.88 and 19.17 nm while their optical band gaps
are 2.77 and 2.59 eV, respectively. The effects of different opera-
tional parameters such as catalyst load, initial concentration of
dye, pH of solution, and irradiation time were also investigated.
Consequently, from the two catalysts, Ni-TiO,/PANI NCs pro-
vided the best degradation capacity and taking this catalyst,
optimum degradation efficiency was recorded at pH 8.5, initial
dye concentration of 0.2 g/L and 0.2 g of catalyst load. Thus, with
these optimum conditions, the percentage degradation of MG
dye was obtained 99.09% degradation efficiency. In general,
Ni-TiO,/PANI NCs have shown outstanding photocatalytic
performance which could be applicable and desirable for the
decompositions of other environmentally hazardous molecules,
particularly organic dyes under UV-vis light.
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