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Chitosan/PVA-supported silver nanoparticles for
azo dyes removal: fabrication, characterization,
and assessment of antioxidant activityt
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Yilmaz Kocak,® Hamdullah Seckin® and Fatih Sen @ *?

With the advancement of technology, studies in the field of nanotechnology have attracted great interest in
recent years. The fact that nanomaterials have superior advantages over micromaterials provides a wide
range of uses. Green synthesis is an effective way to prepare nanomaterials with an easy, fast, and
environmentally friendly method. Within the scope of the study, AQNPs were synthesized using basil
extract and combined with chitosan/PVA as a support material. By using chitosan/PVA support materials,
the surface area of AgNPs was increased and it was aimed to improve their properties. The synthesized
AgNPs@chitosan/PVA nanocomposite was characterized using various methods. In the UV-Vis spectrum,
an absorbance peak was observed at 430 nm for the AgNPs@chitosan/PVA nanocomposite, and the
particle size was determined as 25.10 nm according to TEM results. In addition, the photocatalytic and
antioxidant activities of AgNPs@chitosan/PVA nanocomposite were investigated. The antioxidant activity
of the AgNPs@chitosan/PVA (100 pg mL™?%) nanocomposite against DPPH and H,O, was determined as
89.18% and 71.87%, respectively. The photocatalytic activity of the AgNPs@chitosan/PVA nanocomposite
against methylene blue (MB), methylene red (MR), methylene orange (MO), safranin, and crystal violet
(CV) dyes was 77%, 85%, 79%, 54%, and 9%, respectively. While the highest photocatalytic activity was
observed against MR dye, very low photocatalytic activity was observed for CV. In light of the results
obtained, it can be said that the AgNPs@chitosan/PVA nanocomposite has the potential to be used as an
antioxidant agent and photocatalyst.

Organic waste from the textile and other industrial dye-using activities has been causing more environmental problems for human society. These issues have

been addressed using traditional chemical, biological, and physical wastewater treatment techniques, such as flotation, adsorption, chemical oxidation, solvent

extraction, and filtration. However, some of these methods are expensive and some are not effective enough. Therefore, the use of photocatalysts for the cleaning

of waste paints is one of the popular research topics of recent years. Within the scope of this study, AgNPs@chitosan/PVA was synthesized using Ocimum

basilicum (basil) extract, and their photocatalytic and antioxidant activities was investigated. In addition, the photocatalytic activity of AgNPs@chitosan/PVA
nanocomposite was determined by calculating the % photodegradation at the end of 90 minutes against MB, MR, MO, safranin, and CV dyes. The antioxi-
dant activity of AgNPs@chitosan/PVA was determined against DPPH and H,O, molecules.

1. Introduction

range of applications across numerous fields, researchers are
now paying considerable attention to nanomaterials.** The

Nanomaterials can address a variety of technological and
environmental issues in the fields of wastewater treatment,
medicine, and solar energy conversion.’® Due to their wide
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development of nanoscience and nanotechnology, which are
concerned with the study of the properties of materials on the
nanoscale and their wide range of applications in various
fields, such as chemistry, biology, physics, and materials
science, was made possible by Richard Feynman's 1959 lecture
“There is Plenty of Room at the Bottom” and the invention of
the scanning tunneling microscope in 1981. Owing to their
high conductivity, high surface-to-volume ratio, plasmonic
capabilities, and other characteristics, metal nanoparticles
(MNPs) have long attracted much attention.®” A lot of research
has been performed on modulating the surface plasmon
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resonance (SPR) of MNPs in order to determine how it might
be used in sensors, biodevices, data storage, spectroscopic
methods, catalysis, and other applications.? SPR, which occurs
when conduction electrons resonantly oscillate about the
positive ion core under the right lighting conditions, is
primarily influenced by the size, shape, and dielectric prop-
erties of the MNPs.® To increase the sensitivity and resolution
of optical systems, SPR capabilities can be used to amplify and
manipulate light at the nanoscale.” AgNPs are suited for
several applications in a variety of fields, including catalysis,
photonic, antibacterial, biosensing, and SERS substrates, due
to their size-dependent characteristics.'®** In order to increase
biocompatibility, recent studies have looked into the adsorp-
tion of proteins on nanoparticles. This vast application
potential has prompted a thorough search for growth tech-
niques that can generate NPs of all forms and sizes.

Rapid urbanization, industrialization, and population
growth are degrading the earth's atmosphere and releasing
a vast quantity of dangerous and undesired compounds.
Organic waste from textiles as well as other industrial dye-using
activities have been causing more environmental problems for
human society.”” These issues have been addressed using
traditional chemical, biological, and physical wastewater treat-
ment techniques such as flotation, adsorption, chemical
oxidation, solvent extraction, and filtration." Today, the use of
nanomaterials for paint removal for cleaning wastewater has
gained great importance.

AgNPs' adsorption capacity was raised by adding chitosan/
PVA, and at the same time, photocatalytic performance was
raised by encouraging the separation of electron-hole pairs.
AgNPs show significant antioxidant, antibacterial, and anti-
cancer properties.'* Due to its favored characteristics such as an
antioxidant, antibacterial agent, superior biocompatibility, and
biodegradability, chitosan has been used in domains such as
tissue engineering and water treatment. It is used with PVA, to
make up for some drawbacks such as low surface area, high
cost, poor thermal and mechanical qualities, and dissolving in
extremely acidic solutions.™

It is required to uncover the mysteries of natural products in
order to develop the techniques used by nature to create NPs.
Additionally, because NPs are frequently used in regions where
people come in contact with them, there is an increasing need
to create synthesis methods that do not include harmful
substances. Due to the problems with the consumption of large
amounts of energy, the release of toxic and harmful chemicals,
and the use of complicated equipment and synthesis condi-
tions, green synthesis methods are gradually replacing physical
and chemical methods.’* As a result, the green/biological
synthesis of NPs presents a potential substitute for chemical
and physical processes. Therefore, more and more studies are
focusing on environmentally friendly production of metals at
the nanoscale.

Green nanoparticle synthesis is superior to previous
approaches because it is straightforward, affordable, and
mostly repeatable, and it frequently produces more stable
compounds. The greatest choices appear to be materials
made of herbs. They are ecologically friendly substitutes for
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physical techniques and chemicals that are produced on
a massive scale.” Techniques using plants (leaves, roots,
latex, seeds, and stems) and microbes might be used to
synthesize naturally occurring metal nanoparticles. The key
benefits of employing plants to create nanoparticles are
availability, safe handling, and a high capacity for metabolite
transformation when they can help with the reduction. The
process of creating NPs from plants is not difficult; using
plant extract, a metal salt is reduced, and the reaction is
completed in a few minutes to a few hours. Extracts of natural
products, enzymes, or proteins are used to reduce and stabi-
lize NP formation.'”® Reduction/oxidation is the primary
process in the bottom-up method known as green nano-
particle production. The reduction of metal compounds into
their own nanoparticles is mainly carried out by microbial
enzymes or antioxidant phytochemicals found in plants.'®
Given their potential to lessen NP toxicity, green synthesis
techniques are quite appealing. As a result, using vitamins,
amino acids, and plant extracts is becoming increasingly
common."

Phenolic compounds are the main active ingredients in
some of these syntheses. The usage of non-toxic and ecologi-
cally friendly precursors is becoming more and more popular
today. The primary concerns that require special consideration
in a “green synthesis” method are the environment, the
reduction of the reaction temperature, no releases of undesired
by-products, and pollution.'®

Within the scope of this study, AgNPs@chitosan/PVA was
synthesized using the Ocimum basilicum (basil) extract, and
their photocatalytic and antioxidant activities were investigated.
The photocatalytic activity of AgNPs@chitosan/PVA nano-
composite was determined by calculating the % photo-
degradation at the end of 90 minutes against MB, MR, MO,
safranin, and CV dyes. AgNPs@chitosan/PVA antioxidant
activity was determined against DPPH and H,0, molecules.

2. Experiment

2.1. Extract of Ocimum basilicum

Dried Ocimum basilicum leaves were used in the preparation of
the extract. The leaves were washed with distilled water (DW)
until the impurities were removed and filtered. Then, 10 g of dry
leaves were weighed and added into an Erlenmeyer flask con-
taining 100 mL of DW and kept at 60 °C for 30 min. The
resulting extract was filtered and kept at 4 °C.

2.2. Preparation of Ag NPs

To prepare Ag NPs, a 100 mL conical flask was used to combine
25 mL of produced aqueous basil leaf extract with 25 mL of
AgNO; (0.5 M) solution. The solution was kept in a magnetic
stirrer for 24 h, it was centrifuged 5 times and washed with DW
and ethanol, and 48 hours of drying at 100 °C.

2.3. AgNPs@chitosan/PVA nanocomposite

The solution of 1% acetic acid was prepared, then 0.5 g of chi-
tosan was dissolved in it at 70 °C with vigorous stirring until it
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was completely soluble. 50 mL of DW was added to 0.5 g of PVA
powder and stirred at 70 °C until a homogeneous solution was
obtained. The chitosan solution (50/50% by weight) was added
to the PVA solution under vigorous stirring to obtain a homo-
geneous chitosan/PVA solution. Then, AgNPs were added to the
PVA/chitosan solution under sonication and mixed for 30
minutes.

2.4. Photodegradation of azo dyes

The photocatalytic property of AgNPs@chitosan/PVA nano-
composite was determined against methylene blue, methylene
orange, methylene red, crystal violet, and safranin dyes in the
presence of AgNPs@chitosan/PVA under sunlight.” 10 mg of
AgNPs@chitosan/PVA was added to DW and sonicated for 2
hours, then, 1 mg of dye powder was added to the solution and
magnetically stirred for an additional 30 minutes in the dark.
After 30 min, the colloidal suspension was exposed to sunlight.
5 mL of the colloidal suspension was taken every 30 min and
scanned spectrophotometrically at 200 to 800 nm to examine
the dye degradation.”® The following equation was used to
calculate the dye degradation (%).

Photocatalytic degradation (%) = (Cy — C)/Cy x 100 (1)

C, = initial MB concentration and C, = MB concentration
after photoirradiation.
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3. Results and discussion

3.1. Characterization

The UV-Vis spectrum of chitosan/PVA stabilized AgNPs is shown
in Fig. 1a. The revealed surface plasmon resonance peaks were
observed between 400-500 nm, typical for AgNPs.*' Surface
plasmon resonances are highly dependent on the size, shape,
and functionalization of metallic NPs.”” In Fig. 1b, the direct
optical band gap energy E, for AgNPs was calculated and found
to be 2.30 eV. Shah et al. reported the optical band gap energy of
AgNPs synthesized using Plantago lanceolata extract as
2.34 €V.”* Fig. 1c shows the FTIR spectrum for AgNPs@chitosan/
PVA. The band gap at 3290 cm ™" is associated with O-H and
N-H stretching, and the bands at 2915 and 2850 cm ™' are
associated with C-H and CH,,**** respectively. The peaks at
1710, 1631, and 1420 cm ™ in the FTIR spectrum are attributed
to carbonyl group stretching in the chitosan/PVA polymeric
chains, NHCOCH; groups, and absorption of C-H bonds,
respectively.® The peaks at 1375, 1244, 1081, 835, and 601 cm ™'
may correspond to -CH; symmetrical deformation, C-N stretch
band, C-O-C glycosidic ring, and metal-oxygen bond,
respectively.’*2%?7-% Small peaks at 473 cm~ ' can be attributed
to its heterocyclic compounds, including alkaloids, and flavo-
noids from basil extract.® Fig. 1d shows the XRD pattern of
AgNPs@chitosan/PVA nanocomposite. The peak at 260 = 21.98°
represents the chitosan@PVA complex. The peaks seen at 26 =
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Fig.2 TEM images at different scales (a; 1 pm, b; 500 nm, (c and d); 100 nm) of AgNPs@chitosan/PVA nanocomposite and average particle size

histogram.

38.24°, 44.52°, 64.65°, 77.42°, and 81.94° correspond to the
Ag(111), Ag(200), Ag(220), Ag(311), and Ag(222) planes, respec-
tively.****** The TEM image of AgNPs@chitosan/PVA nano-
composite is shown in Fig. 2. The morphological structure of
the synthesized nanocomposite is spherical and monodisperse;
the support material of chitosan/PVA can be seen quite clearly.
The particle size histogram of AgNPs@chitosan/PVA is illus-
trated in Fig. 2 and the average particle size was found to be
25.10 £ 5.74 nm.

3.2. Antioxidant study against DPPH and H,0,

The antioxidant activity of AgNPs@chitosan/PVA nano-
composite was studied against DPPH and H,0,. An increase in
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Fig. 3 Antioxidant activity of the Aga@Kitosan/PVA nanocomposite
against the DPPH radical.
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DPPH radical scavenging activity was observed as the concen-
tration of AgNPs@chitosan/PVA increased (Fig. 3). The best
antioxidant activity was determined as 89.18% at 100 pug mL ™"
concentration. Ascorbic acid was used as a positive control for
the determination of DPPH capture activity and the antioxidant
activity was determined as 94.75%. It was determined that
Ag@chitosan/PVA nanocomposite against H,O, had peroxide
clearance standards of 71.87% at 100 ug mL ™", while ascorbic
acid as a positive control had a peroxide clearance rate of
92.10% (Fig. 4). These results confirmed that AgNPs@chitosan/
PVA had high antioxidant activity against DPPH and H,O,.
AgNPs@chitosan/PVA has high antioxidant activity against
DPPH and H,0,, but standard vitamin C (ascorbic acid) has
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Fig. 4 Antioxidant activity of the Ag@Kitosan/PVA nanocomposite
against H,O,.
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higher antioxidant activity."***** The antioxidant activity of
chitosan-silver NPs, synthesized by the chemical reduction
method with chitosan as a reducing agent, against DPPH was
calculated as 60% for 10 mg mL™".* The antioxidant activity of
Ag NPs produced from Basella alba leaf extract against DPPH
and H,0, was found to be 81.90% and 54.97%, respectively, at
a concentration of 250 ug mL~*.** The antioxidant activity of Ag
NPs synthesized using Bambusa arundinacea extract against
DPPH was found to be 61.5% and 74.4% for 100 and 200 pg
mL~" concentrations, respectively.’® Antioxidant activity of
chitosan/PVA/ZnO nanofibrous membranes against DPPH was
found to be in the range of 15.8-77% for the concentration
range of 12.5-200 ug mL ™~ '.*” The antioxidant activity of Ag NPs
synthesized using F. nygamai isolate AJTYC1 against H,0, at
a concentration of 200 pg mL~" was determined to be 70.3%.

3.3. Photocatalytic activity of AgNPs@chitosan/PVA
nanocomposite

The photocatalytic activity of the Ag@Kitosan/PVA nano-
composite was determined against MB, MR, MO, safranin, and
CV dyes. Fig. 5a shows the photodegradation percentages of the
dyes at different times, and the percentages of photo-
degradation rates for MB, MR, MO, safranin, and CV dyes at the
end of 90 min were calculated as 77.41%, 85.44%, 81.69%,
54.50%, and 9.13%, respectively. Fig. 5b shows the C/C, (dye
concentration) curves as a function of time, showing that the

View Article Online
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Ag@Kitosan/PVA nanocomposite has an enhanced adsorption
ability and photocatalytic performance for MB, MR, and MO
dyes, and a high color change rate. At the end of the 90th
minute, normal level photocatalytic activity was observed for
safranin, but it was not possible to obtain photocatalytic activity
for CV. Fig. 5c illustrates the kinetics of the Ag@Kitosan/PVA
against the dyes that fit well with the first-order ratio equa-
tion. The rate constant (K 'app) was estimated using the first-
order rate eqn (2).** The reaction rate constant (k) and R*
values for the photodegradation of the Ag@Kitosan/PVA nano-
composite are given in Table 1.

In(C,/Co) = K uppt (2)

C; and C, are the reactant concentrations at ¢t = ¢t and ¢ = 0,
respectively.

Table 1 The reaction rate constant (k) and R? values against dyes used
for photodegradation of Ag@Kitosan/PVA nanocomposite

Dye name Rate constant R* value
Methylene blue 0.0165 0.9521
Methylene red 0.0232 0.9389
Methylene orange 0.0181 0.9288
Safranine 0.008 0.8641
Crystal violet 0.001 0.9451
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presence of Ag@Kitosan/PVA nanocomposite under sunlight.
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(a) Degradation of dyes under sunlight (%), (b) degradation of dye solutions at versus time, (c) photodegradation kinetic study in the
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Table 2 Comparison of the photocatalytic activity of the green synthesized Ag@Kitosan/PVA nanocomposite with various catalysts

Catalysts Pollutants Degradation (%) Time (min) References
PNHMA/Ag-AgCl-3 MO 78 270 43
D-AgNPs MO 88 60 44
0-AgNPs 63
S-AgNPs 62
Biosynthesized ZnO NPs MR 92.45 180 45
Mercury vanadate NPs MB 50 90 46
MR 75.5
PANi@VC NPs Safranine 67 180 47
PbO NPs cv 66.9 8 (h) 48
Co030,4 NPs 63
ZnO NPs 36
Ag@Kitosan/PVA MB 77.41 90 Present study
MR 85.44 90
MO 81.69 90
Safranine 54.50 90
Ccv 9.13 90

Silver-graphene (Ag-G) nanocomposite was synthesized by
reducing Ag" and graphene oxide using Mortifio fruit extract as
the reducing agent, and its photocatalytic activity against MO
dye was found to be 84% after 120 min.** Silver-doped titanium
dioxide nanoparticles were synthesized using Nephelium
lappaceum L. bark extract, and the photodegradation rate
against MB dye was reported to be 81% at the end of 600 min.*
Table 2 shows the photocatalytic activities of Ag@chitosan/PVA
and the different catalysts.

4. Conclusion

The Ag@chitosan/PVA nanocomposite was synthesized using the
green synthesis method and chitosan/PVA was used as the
support material. The Ag@chitosan/PVA nanocomposite showed
antioxidant and photocatalytic activity properties by providing
a large surface area for AgNPs. The characterization, structural,
morphological, and size of AgNPs@chitosan/PVA were deter-
mined by UV-Vis, FTIR, XRD, and TEM analyses. The synthesized
AgNPs@chitosan/PVA nanocomposite was crystalline and
exhibited a sharp SPR bandwidth at 430 nm. TEM analysis
showed the formation of Ag NPs with an average size of 25.10 +
5.74 nm and a homogeneous spread over the chitosan@PVA
complex. The antioxidant properties of AgNPs@chitosan/PVA
nanocomposite were determined and found to be 89.18% and
71.87% against DPPH and H,0,, respectively.

The synthesized AgNPs@chitosan/PVA nanocomposite
could have potential applications as free radical scavengers in
the treatment of various diseases. Therefore, it can be
concluded that AgNPs@chitosan/PVA nanocomposite may be
a gateway to the treatment of various health problems. The
photocatalytic activity of the AgNPs@chitosan/PVA nano-
composite against MB, MR, MO, safranin, and CV dyes after 90
minutes was determined to be 77.41%, 85.44%, 81.69%,
54.50%, and 9.13%, respectively. These results show that
AgNPs@chitosan/PVA can be developed as an excellent photo-
catalyst to treat wastewater pollution from textile dyes such as
MB, MR, and MO.
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