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Bismuth vanadate (BiVO4)—paint composites coated on the aluminium sheet surface were fabricated
with different BiVO4 amounts (0, 20, and 40 wt%) in paint. The degradation capability of the methylene
blue (MB) dye using the BiVO4—paint coated sample was explored. The impact of BiVO, content on the
dye degradation performance was analyzed. The fabricated materials were characterized using scanning
electron microscopy (SEM) and X-ray diffraction (XRD). XRD confirmed the existence of the BiVO, crys-
talline phase in paint. The elemental composition of the sample was determined using X-ray electron
diffraction spectroscopy (EDS) inbuilt in SEM. The absorption spectra of BiVO,4 was determined using an
UV-Vis-NIR spectrophotometer. As the content of BiVO, in the BiVO4—paint sample increases, there is
an increase in the dye degradation efficiency. The 40 wt%-BiVO4—paint sample exhibited an ~72% dye
degradation efficiency as compared to the 0 wt%-BiVO4—paint sample (~27%) in a duration of 240 min
of the photocatalysis experiment. The photocatalytic MB dye degradation is in accordance with the
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DOI: 10.1039/d2ma00316¢ pseudo-first-order kinetics attaining the largest k value of 0.00524 min~. Photocatalytically treated

water after the photocatalysis experiment falls in the moderate phytotoxicity level. A germination index
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1. Introduction

Clean and safe water is considered one of the most essential
natural resources for the survival of living beings on earth."?
Due to rapid urbanization, there incurred an increase in water
contamination due to effluents discharged directly to water
bodies.® Moreover, industries such as textile, pharmaceuticals,
mining, etc. also discharge polluted water in enormous quan-
tities directly to the environment.* The release of dyes from the
textile industry directly into the environment is a concern. Dyes
are harmful pollutants for living beings because of their toxic
and carcinogenic nature.” So, getting safe water is a global
concern at present. In this regard, various water treatment
methods such as biological, physical, and chemical processes
have been adopted to overcome these issues.®™® The recalci-
trant nature of a few pollutants limits the use of biological
treatment processes,'™'* and at the same time chlorination,
ozonation and high cost retard the usage of chemical processes
for water treatment.'>"'® Physical techniques including coagu-
lation, absorption, ion exchange, and ultrafiltration cause
secondary pollutant byproducts or simply transfer pollutants
from one phase to another. So this may cause an increase in
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study was done using Vigna radiata seeds.

cost for further treatment processes."*'® Photocatalysis is
considered one of the efficient water treatment processes in
recent years owing to its several advantages such as no waste
byproducts, environmental friendliness, low cost, and complete
mineralization.””"® When the surface of a semiconductor
photocatalyst material absorbs photon energy, there is the
generation of electrons in the conduction band (CB) and holes
in the valence band (VB). These generated electrons and holes
further react with the water molecules generating highly active
superoxide and hydroxyl radicals which further degrade the
organic pollutants present in the contaminated water to carbon
dioxide and water as end products.**" In recent years, several
photocatalyst materials such as TiO,, ZnO, BiVO,, WO3;, ZnS,
CeO,, etc. have been reported.””?* TiO, displays excellent
photocatalytic activity but its usage is restricted due to its wide
bandgap (3.2 eV) which needs ultraviolet (UV) light as a source
for activation.”® ZnO has a bandgap of 3.37 eV, the usage of
which is limited by UV light irradiation.?”*® Visible light
occupies ~45% of solar light, while UV light occupies ~3-
5%.%° This led to the search for new photocatalytic materials
that can be visible light active. In this context, BiVO, would be a
better option as a photocatalyst as it possesses the unique
property of a narrow bandgap (2.4 eV), corrosion resistance,
non-toxicity, stability, and good dispersibility.*** Based on
density functional theory (DFT) calculations, researchers have
claimed that the VB of monoclinic bismuth vanadate (m-BivVO,)
constitutes Bi-6s and O-2p orbitals, while the CB constitutes

© 2022 The Author(s). Published by the Royal Society of Chemistry
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V-3d orbitals.>*” In the monoclinic scheelite structure, the 6s
state of Bi** is situated above the O-2p orbital, resulting in
reduced bandgap and viable transition from Bi-6s> to V-3d.
Walsh et al. used DFT calculations to demonstrate that hybri-
dization among Bi-6s and O-2p states at the apex of the VB is
the reason for the reduced bandgap for m-BiVO,. It showed that
BiVO, possesses a direct bandgap.*® The monoclinic scheelite
structure is reported to give the best visible light photocatalytic
degradation.® BiVO, can be synthesized through the hydrothermal
method, microwave-assisted methods, co-precipitation, solid-state
synthesis, and sono-chemical method.**™*?

Paints are considered one of the important construction
materials among steel, window glass, cement, insulation mate-
rials, etc. Engineered material usage is encouraged to improve
existing conventional products or to improve or create products
with new functions and applications. SiO,, Fe,Os Al,O3,
carbon-nanotubes (CNTs), and ZrO, have been utilized to
enhance the longevity and quality of structures.***> Incorpor-
ating materials such as Ag, CNTs, SiO,, ZnO, CeO,, Fe,0;, and
TiO, in paints can enhance properties like easy cleaning, UV-
protection, scratch resistance, anti-corrosion, antibacterial
activity, fire resistance, and wood preservation.’®™*° Paints are
applied to protect substrates from environmental effects and
for appealing needs. It is an economical way to safeguard
metals from getting corroded compared to other surface pro-
tection methods.>® Coatings are applied as thin layers over
substrates like metals and wood as a protection against corro-
sion and for decoration.’” Incorporating different materials
into paints have been reported to improve their UV
resistance,>” rheological properties,®* coloring,’* and mechan-
ical properties (Si0,).”® Paints consist of different components
like binders, pigments, solvents, fillers, diluents, and several
additives such as thickeners, antifoam agents, and dispersing
additives.”® TiO, embedded in paint has been reported to
induce a photocatalytic effect for reducing nitrogen oxides
and volatile organic compounds present as air pollutants in the
environment.’”®® Photocatalytic paints have self-cleaning
properties since they tend to remove unwanted substances
from the surface using the photon energy of light.®" Paints
usually use pigments such as TiO, which are photocatalytically
inactive, suppressing the possibility of photo-oxidization of the
polymer binder, thereby causing photochalking. The paint
pigments comprise non-active rutile titania particles which
are surface-treated with silica or alumina, ensuring photocata-
lytic passivity. Such pigments stabilize paints to be used as an
exterior coating, thereby blocking solar UV radiation.®*%* Bau-
dys et al. have suggested exposing the sample containing
acrylate or silicate binders for a certain weathering time,
causing degradation of the polymer binder, and at the same
time would unblock the photocatalyst surface to avail better
photocatalytic activity. The stability of the polymer binder
should be analyzed to obtain paints with photocatalytic activity
and a reasonable lifetime.® Islam et al. have recently reported a
photocatalytic paint based on a photopolymer resin and TiO,
for degrading organic pollutants in water.®* Bonnefond et al.
have reported stable photocatalytic paints incorporating TiO,
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and an acrylic polymer for bacterial disinfection.
spheres of TiO, incorporated in acrylic paints have been
reported for photocatalytic methylene blue (MB) dye
degradation.®” Only a few reports are available regarding photo-
catalytic coatings and paints. Research on the use of paints for
photocatalysis has not been much explored, which needs
further investigation.

In this study, we intend to explore a photocatalyst material
that can be visible light active, economical, and free from the
quest to recover the catalyst and at the same time the support
utilized should possess corrosion, abrasion, and acidic particle
resistance. The simple preparation method, possibility of large-
scale applicability on various substrates, and being devoid of
hazardous chemicals and no need for the use of sophisticated
instruments make this study remarkable. We explored MB dye
degradation in visible light using BiVO,-paint composites
coated on a rectangular aluminium sheet where the aluminium
sheet acts as a support/substrate. Adhesion of paints incorpo-
rated with BiVO, over the surface of the aluminium sheet as a
coating is easy.®® The photocatalyst will be used in wastewater
so corrosion of the substrate needs consideration. Aluminium
is known to possess high anti-corrosion properties, abrasion
resistance, and acidic particle resistance, so it has been selected
as the substrate.®>”® Paint is a commonly used construction
material and can also adhere to the substrate easily so it can be
considered as an ideal material to load the photocatalyst. The
usage of a paint-coated substrate for wastewater remediation
through the photocatalysis experiment using visible light irra-
diation would be both economical as well as free from separa-
tion and filtration processes to recover the catalyst. The BiVO,-
paint composite coated on an aluminium substrate for photo-
catalytic MB dye degradation has not been explored so far.

2. Materials and methods
2.1 Fabrication of BiVO,

Oxide powders of Bi,O; and V,0s in a stoichiometric molar
ratio were homogeneously mixed manually through the use of
an agate mortar pestle for approximately 30 minutes. Once the
powders were homogeneously mixed, the mixture was sub-
jected to calcination at 700 °C for 8 hours by placing in a
furnace to get the pure BiVO, (BiV) phase.

2.2 Fabrication of BiV-paint

BiV-paint samples were prepared by coating the catalyst on the
rectangular aluminium sheet as shown in Scheme 1. The
dimensions of the aluminium substrate used were 20 mm x
20 mm x 1 mm. The aluminium substrate was cleaned with
distilled (DI) water and acetone thrice to eradicate any contam-
ination present over its surface. Berger Luxol high gloss enamel
paint was used as a coat on the substrate. For fabrication of the
BiV-paint sample, BiVO, and paint were mixed to form a slurry,
where 0%, 20 wt%, and 40 wt% of BiVO, was added to the
paint. Here the calculation for the coating was done for 0.8 g in
which specified wt% of the BiVO, catalyst was mixed. The slurry
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Mixing of BiVO, and paint.

Scheme 1 Schematic illustration showing the synthesis method adopted
for BiV-paint.

was hand-mixed for approx. 10 minutes to obtain a homoge-
nous mixture using a brush. The slurry of BiVO, and paint was
then applied on both sides of the rectangular aluminium sheets
using a brush in order to obtain a uniform coating. The coated
sample was covered and kept safely for drying in the environ-
ment for 5 days. The obtained dried samples with 0%, 20 wt%,
and 40 wt% were named paint, 20BiV-paint, and 40BiV-paint,
respectively.

2.3 Characterization of BiV-paint

The crystalline structural analysis of the prepared BiVO,-paint
composite was conducted using an X-ray diffractometer (XRD)
(Rigaku, Japan (9 kW Cu-Ko anode)). The sample was scanned
at 3° min~" over the 10-80° range. The surface morphology and
microstructures of the paint sample were analyzed using a Nova
Nano SEM-450 field emission scanning electron microscope
(FE-SEM). The elemental chemical composition of the sample
was analyzed using X-ray electron diffraction spectroscopy
(EDS) which is inbuilt in SEM. The photoluminescence spectra
of the samples were recorded using a LabRAM HR Evolution
photoluminescence spectrometer (HORIBA, Japan) in the scan
range of 350 to 650 nm. An excitation wavelength of 325 nm was
used to record the spectra. The absorption spectra of BiVO,
were determined using a UV-Vis-NIR spectrophotometer (Shi-
madzu UV-3150a).

2.4 Photocatalytic experiment

Each of the obtained paint, 20BiV-paint, and 40BiV-paint
samples was utilized to degrade MB dye solution under visible
light illumination with the use of 2 Havells bulbs (15 W each).
Further, 0.11 g of BiVO, powder was subjected to the
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photocatalysis experiment and its degradation capability was
analyzed. Prior to the start of the experiment, it was made sure
to achieve adsorption-desorption saturation for the MB dye
and the samples by employing continuous stirring (500 rpm) in
a dark environment. On the attainment of the adsorption
saturation, the used dye was replaced with a fresh 10 ml dye
with an initial concentration of ~5 mg L~'. After finishing
30 min of the photocatalysis experiment, each time a 1 mL
solution was taken from the beaker in order to quantify the dye
degradation, and on completion of the quantification, it was
replenished back to the beaker so as to sustain the constant
volume of dye in the beaker. The dye removal percentage was
analyzed using eqn (1):""

Y%removal of MB dye = COC

x 100 (1)

o

where C, and C denote the initial dye concentration and that
obtained after time duration ‘¢’, respectively.

Diffuse reflectance spectroscopy (DRS) was conducted to
obtain the absorption spectra of the BiVO, powder which was
further transformed into Tauc plots (plot of (xE)* vs. E) to obtain
a direct band gap.”>”?

2.5 Phytotoxicity test

Distilled (DI) water and sample water collected after 0 and 4 h
of photocatalysis were used to conduct seed germination and
root length tests. This test determines the sustainability and
suitability of the degraded MB dye water post photocatalysis for
seed (Vigna radiata) germination. This would help in under-
standing the reuse of the collected water after the photocata-
lysis experiment. For testing, 3 vials each containing 10 seeds of
Vigna radiata were taken. The vials were sprinkled everyday with
0.5 ml of treated, untreated, and DI water. The test was
conducted in Mandi, India where the environmental tempera-
ture was 25 °C. The results were analyzed 7 days after the test.
The evaluation of the outcome was done after completion of the
duration of 7 days. AFNOR ISO 17126 was followed to deter-
mine the root length and seed germination counts.”* The
germination index was evaluated using eqn (2):”°

Seed germination (%) X root length of treatment

Seed germination (%) x root length of control
x 100

GI(%) =

(2)

3. Results and discussion

Fig. 1 presents the XRD plots of the BiV, paint, 20BiV-paint, and
40BiV-paint samples. The prepared samples are of a high
crystalline quality which can be observed through the presence
of sharp XRD peaks. The BiV, 20BiV-paint, and 40BiV-paint
samples demonstrate very good agreement with the pure
monoclinic phase of BiVO, following the standard reference
JCPDS 01-075-1866. The XRD results indicate the complete
phase formation of the BiVO, powder sample. All the major
peaks of BiVO, can be easily identified in 20BiV-paint and

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 XRD plots of BiV, paint, 20BiV-paint, and 40BiV-paint samples.

40BiV-paint samples. The presence of additional peaks in
20BiV-paint and 40BiV-paint samples is due to other constitu-
ents of the paint. Paint may possess many metal oxides such as
Al, 03, Si0,, Ca0, TiO,, etc.”® As the exact constituents of paints
are not readily available, unknown peaks have not been
identified.

The SEM images of BiVO,, paint, and 40BiV-paint were taken
to demonstrate their surface morphology as shown in Fig. 2(a—c).
Fig. 2(a) demonstrates the irregular shape morphology of the
BiVO, particles. Fig. 2(b and c¢) demonstrate the microstruc-
tures of the paint and 40BiV-paint samples. The presence of Bi,
V, and O along with other elements in 40BiV-paint can be
observed through the EDS elemental color map as shown in
Fig. 2(d and e). The EDS spectrum shown in Fig. 2(f) confirms
the presence of C, O, Al, Si, Bi, V, Ca, and Ti elements in the
40BiV-paint sample.

In order to determine the applicability of BiVO, powder for
the photocatalysis experiment in visible light, the DRS spec-
trum of the BiVO, powder sample was recorded. The adsorption
edge of the BiV powder and its explored bandgap (2.42 eV) are
displayed in Fig. 3(a) and (b), respectively. The absorption
edges of 40BiV-paint and paint are shown in the inset of
Fig. 3(a). The inset of Fig. 3(b) shows the explored bandgaps
of 40BiV-paint and paint as 2.1 eV and 2.07 eV, respectively.
Paint may constitute many different elements so its bandgap
value is low. The obtained bandgap lies in the visible region so
this affirms that BiV powder is suitable for photocatalytic dye
degradation experiments in visible light.

Fig. 4 shows the recorded photoluminescence spectra of BiV,
40BiV-paint, and paint using an excitation wavelength of

© 2022 The Author(s). Published by the Royal Society of Chemistry
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325 nm. A high PL intensity denotes a higher rate of elec-
tron-hole pair recombination.”” A lower PL intensity value
indicates that there exists a higher electron transfer efficiency
which increases the degradation of contaminants and thus
enhances the photocatalytic efficiency.”®”® It can be seen that
there is a gradual decrease in the PL intensity. The PL intensity
of 40BiV-paint is lower than that of paint which suggests
that electron-hole pair recombination is suppressed in the
case of 40BiV-paint. A very low PL intensity of BiVO, may be
due to the formation of structural defects during calcination
which traps the electrons.®’® This can be viewed in the PL
spectra of BiV.

The obtained BiV powder was used as a catalyst for degrad-
ing MB dye through the photocatalysis experiment and the
obtained results are shown in Fig. 5(a). Prior to the start of the
photocatalysis experiment, it was made sure that adsorption
saturation was attained carefully. Fig. 5(a) reveals that as the
irradiation time is elevated there occurs a substantial decrease
in the peak intensity of the MB dye, which affirms the degrada-

tion of the MB dye. Fig. 5(b) shows the C£ vs. time plots attained
o

with and without sample usage during the photocatalysis
experiment. According to the results, without sample use (con-
trol) ~27% dye degradation is attained in 240 min, while with
BiV powder usage the attained degradation percentage raises to
~53% within 240 min of visible light illumination. There is a
26% more degradation efficiency of MB dye as compared to that
of the control sample. This approves the good photocatalytic
ability of BiVO,.

The obtained 40BiV-paint sample was used as a catalyst for
degrading MB dye through the photocatalysis experiment and
the obtained results are shown in Fig. 6(a). Fig. 6(a) shows that
as the irradiation time is elevated there occurs a substantial
decrease in the peak intensity of the MB dye, which affirms MB

dye degradation. Fig. 6(b) displays the C£ vs. time plots attained

with paint, 20BiV-paint, and 40BiV-paint and without sample
usage during the photocatalysis experiment. The degradation
efficiency attained without the use of the sample (control) is
~27%, while with the use of paint, 20BiV-paint, and 40BiV-
paint samples it raises to 50%, 67%, and 72%, respectively, in
240 minutes of visible light irradiation. Here, 20BiV-paint and
40BiV-paint samples attain improvements of 40% and 45%,
respectively, in the degradation efficiency as compared to that
attained by the control sample. The crystalline peaks in the
paints would have contributed to attain 23% more degradation
of the dye than the control sample. Improvements of 17% and
22% attained by 20BiV-paint and 40BiV-paint samples, respec-
tively, would be due to the BiVO, catalyst loading. Fig. 6(c)

C . . .
shows the roa time plots for different MB dye concentrations
o

(5, 10, and 12.5 mg L™ '). In order to know the active radicals
present during the photocatalysis experiment, isopropanol
(IPA), ethylenediaminetetraacetic acid (EDTA), and p-benzo-
quinone (p-BQ) scavengers were appended individually in the
MB dye solution with a view to seize the different active radicals

Mater. Adv, 2022, 3, 5796-5806 | 5799
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Fig. 2 SEM micrographs of (a) BiV, (b) paint, and (c) 40BiV-paint; (d and e) EDS color mapping of 40BiV-paint; and (f) EDS spectrum obtained for the
40BiV-paint sample.
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Fig. 3 (a) UV-vis absorption spectrum of BiV powder (inset graph shows the absorption edge of 40BiV-paint and paint) and (b) bandgap of BiV using
Tauc plots (inset graph shows the bandgap of 40BiV-paint and paint).

like hydroxyl radicals (*OH), holes (h") and superoxide radicals scavenges O, radicals has a major influence on the photo-
(*0,7), respectively.®" Fig. 6(d) shows that the BQ scavenger that  catalytic dye degradation efficiency.®"** This confirms 0,*~
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Fig. 4 Photoluminescence spectra of 40BiV-paint, BiV, and paint.

radicals as the major active and dominant species in the
commencing photocatalytic dye degradation experiment.

C
Fig. 7(a) shows the —In ro time plots attained during

o
the photocatalytic experiment with different MB dye concentra-
tions using the 40BiV-paint sample. The MB dye degradation
reaction during photocatalysis is in accordance with the pseudo
first-order kinetics as given in eqn (3):**"%
C

In— = —kt

- ®

where ‘k’ represents the kinetic rate constant, which is calcu-

lated from the slope of the lnC£ vs. time ‘¢’ linear plot. The

40BiV-paint sample attains the largest k value of 0.00524 min "

in 5 mg L' dye and showed a decline in the k value as the MB
dye concentration is elevated. Fig. 7(b) shows the plots of
kinetic rate constant ‘4’ vs. different dye concentrations (5,
10, and 12.5 mg L™ ).

For conducting the germination index test, 3 vials each
containing 10 seeds of Vigna radiata were taken. The vials were
sprinkled everyday with 0.5 ml of treated, untreated, and DI
water. Fig. 8(a-c) show the growth of seeds using dye water
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collected before photocatalysis, treated water collected after 4 h
of photocatalysis, and distilled water. According to the results,
5 mg L' untreated dye water causes more hindrance for the
seed growth as compared to the DI and treated water. Although
the seed growth using treated water lies in the non-toxic
approach, precaution still needs to be taken in the case of
edible plants owing to the associated harmful adverse effects.”*
A better suggestion would be to utilize the treated waste water
for irrigating parks and playground which would surely
decrease the burden on natural water need.®® Fig. 8(d) displays
the results of the phytotoxicity test. For a better understanding
of the compounds on the basis of GI values, a major classifica-
tion has been made: high phytotoxicity (GI < 50%), moderate
phytotoxicity (50% < GI < 80%), and the absence of phytotoxi-
city (GI > 80%). This toxicity level classification adheres to the
criteria as suggested by Emino et al.®” and Zucconi et al.”> The
results suggest that untreated dye water falls in the level of high
toxicity, while treated water after the photocatalysis experiment
falls in moderate phytotoxicity.””> For the GI test treated water
after the photocatalysis experiment were taken in use. Accord-
ing to the results, untreated dye water lies in high toxicity, while
photocatalytically treated water lies at the level of moderate
phytotoxicity. Treated water used for the GI test is the same dye
water that attained 58% dye degradation efficiency after the
photocatalysis experiment. Thus, further improvement in the
efficiency to 100% clean wastewater is also attainable by an
increase in catalyst load, an increase in degradation time
duration and a decrease in dye concentration.®®*°

Fig. 9 presents the schematic mechanism of the BiV-paint
sample undergoing MB dye degradation during the photocata-
lysis experiment. The inset of Fig. 9 shows the optical transition
of m-BiVO,. As visible light falls on BiVO,, electron-hole pairs
are generated on the BiVO, surface. This causes the excitation
of VB electrons to the CB while leaving holes in the VB. There is
an optical transition of m-BiVO, from Bi 6s-O 2p hybrid
orbitals to vacant V 3d orbitals which results in a reduced
bandgap of 2.4 eV. Coupling among V 3d, O 2p, and Bi 6s
causes a lowering of the conduction band minimum. These
interactions form symmetric electron and hole masses and

(a) 124 Photocatalysis BiV
Omin
= 1.0 - 30min
. 60min
Sos 90min
[ 120min
>
=
< 0.6
"E 240min
S04
..2
0.2 4
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b | —®— No sample|
()10 T
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S 07 \\
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Fig. 5 (a) The acquired absorption spectra from the photocatalysis using BiV powders and (b) C£ vs. time plots acquired from the photocatalysis with and

without any sample use.
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thus assist in efficient toxic carrier separation.*® The generated adsorbed oxygen (O,) producing superoxide radicals (0,*).
holes cause oxidation of the adsorbed water producing hydroxyl These (O,*~ and OH®) radicals are further called as reactive
radicals (OH®), while the generated electrons react with the oxygen species (ROS) which lead to MB dye degradation to
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Fig. 9 Schematic mechanism for photocatalytic MB dye degradation
using the BiV-paint sample.

harmless products.’®®> Thus, the BiV-paint sample demon-

strates photocatalytic activity.

4. Conclusions

The dye degradation capability of bismuth vanadate mixed in
paint during the photocatalysis experiment in visible light was
studied. As the content of BiVO, in the BiVO,-paint sample
increases, there is an increase in the dye degradation efficiency.
The 40 wt%-BiVO,-paint sample exhibited an ~72% dye
degradation efficiency as compared to the 0 wt%-BiVO,-paint
sample (~27%) in a duration of 240 min of the photocatalysis
experiment. The photocatalytic MB dye degradation is in accor-
dance with the pseudo-first-order kinetics with 0.00524 min™"
as the largest k value attained. Photocatalytically treated water
after the photocatalysis experiment falls in the moderate

© 2022 The Author(s). Published by the Royal Society of Chemistry

phytotoxicity level. The usage of paint coated substrates for
wastewater remediation through the photocatalysis experiment
using visible light irradiation would be both economical as well
as free from separation and filtration processes to recover the
catalyst.
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