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Dispersions of silver nanoparticles (AgNPs) were prepared by two methods: a chemical
reduction using plasma-chemically obtained water extract of grape pomace as a reducing
and stabilizing agent and one-pot plasma-chemical-assisted synthesis using a grape pomace
in an aqueous medium. The UV-vis spectrum of AgNPs exhibited a surface plasmon
absorption at about 405—420 nm, which originated from the formation of AgNPs. The
UV-visible absorption spectral characteristics of silver nanoparticles prepared under different
Ag* concentrations and durations of synthesis were studied. The results demonstrated that
the synthesis via both methods provides the formation of AgNPs at the investigated
concentrations of Ag* (0.25—6.0 mmol/L) during 5—10 min. Dynamic light scattering and
scanning electron microscopy were employed to measure the hydrodynamic size and
morphology of silver nanoparticles in suspensions. The prepared AgNPs were spherical
with an average particle size of about 20—33 nm. The results of powder X-ray diffraction
method revealed that Ag nanoparticles had a face-centered cubic crystal structure. The
catalytic performance of the AgNPs were ascertained in the reduction of 4-nitrophenol to
4-aminophenol in the presence of sodium borohydride.
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Introduction

Metal nanoparticles (NPs), especially silver
nanoparticles (AgNPs), have attracted a great
attention both in the area of scientific researches
and in industrial applications due to their excellent
properties. The synthesis of AgINPs is generally carried
out by various physical or chemical methods, such
as reduction in solutions, thermal decomposition of
silver compounds, microwave-assisted and
photochemical reactions in the reverse micelles, etc.
[1]. Despite on success of these methodologies, they
have many limitations, including expensive chemical
reagents and potential hazardous impact on the
environment. These detrimental effects can be
minimized by using an environmentally friendly facile
approach.

Green nanotechnology integrates the principles
of green chemistry and green engineering to produce
eco-friendly safe nanoparticles that do not use toxic
chemicals during a synthesis protocol [2]. Green
synthesis uses environmentally compatible materials,

such as bacteria, fungi and plants to synthesize the
nanoparticles. However, the usage of plant extracts
is more advantageous due to preventing risks and
complications in the maintenance of cell cultures,
when the reaction time decreases from days to hours.
Various plants wastes have been utilized for the
synthesis of AgNPs [1,2].

Grape is one of the world’s largest fruit crop
with a global production of 68 million tons [3], only
about 38 million tons of which are further processed.
Annually, around 2.5 million tons of grape pomace
is generated. Grape pomace (GP) mainly consists
of peels (skins), seeds and stems that correspond to
20—25% of the grape weight crushed to produce wine.
In recent years, the management of food waste
processing has emerged as a major concern. One of
the food waste, grape pomace, as a great source of
bioactive compounds, might be used for more
environmentally-friendly processes in the synthesis
of nanomaterials. However, an analysis of the
pertinent literature revealed actual issues and
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shortcomings that limit the advancement of the green
synthesis [ 1—4]. Major issues are associated with the
source/type and concentration of the plant extracts
and waste materials. The formation of NPs by using
plant extracts proceeds, as a rule, in two stages:
preparation of the extract and its subsequent use as
a reducing/stabilizing agent. Maceration of solid
material with different solvents is the most common
method to prepare extracts [5]. These techniques
often involve several extraction steps, thus take a lot
of time. Different extraction techniques have been
studied in an effort to increase the yield, including
e.g. ultrasound-assisted extraction from grape stems,
superheated liquid extraction from vine shoots and
fluidized-bed extraction from grape canes [6].

Some scientists used additional influences on
the reaction mixtures directly at the stage of the
NPs formation and/or extract preparation. As an
example, a variety of radiation sources emitting in
the gamma, UV, vis or microwave ranges are used
to synthesize AgNPs in the presence of plants extracts
[7,8]. Among these, plasma-chemical treatment
exhibits low instrumental requirements and allows
simultaneously treating various samples in a short
time [9].

Among plasma-chemical discharges, the
contact nonequilibrium low-temperature plasma is
a promising option from the point of view of practical
application. Plasma discharge is generated between
the electrode in a gaseous phase and a liquid surface,
where another electrode is located [10]. Therefore,
chemical transformations on the phase boundary are
determined by the combined effect of the
electrochemical oxidation-reduction, initiated
photolysis reactions, the UV radiation and a flow of
charged particles from the gaseous phase to the
surface of the liquid medium. These factors may
increase the extraction efficiency and concentration
of the resulted extracts, and, as a consequence, the
efficiency of a further synthesis of AgNPs.

The main goal of this work was to determine
the synthesis conditions and catalytic properties of
silver nanoparticles prepared via green methods using
the grape pomace extract and the plasma-chemical
treatment at the stages of extract preparation and
directly for the NPs formation.

Material and methods

Green synthesis of silver nanoparticles with the
use of plasma-chemical treatment at the different
stages was performed by two following methods.

According to the first method, grape pomace,
stored in plastic bags at 4°C before treatment, was
dried at 100°C for 48 h and grounded to obtain a
fine powder. The bidistilled water (40 mL) was added

to 1 g of dry GP powder and thoroughly stirred. The
resulting mixture was placed in a plasma-chemical
reactor. The scheme and the operating principle of
the industrial plasma-chemical reactors were given
elsewhere [10,11].

The mixture was treated by contact none-
quilibrium low-temperature plasma for 5 min (at
the amperage of =120 mA and the pressure of
P=0.8 MPa), cooled and filtered. The freshly
obtained GP water extract was used immediately
after filtration. These extracts will be mentioned
below as the plasma-chemically obtained grape
pomace water extracts (PC GPWE). AgNO; solutions
was used as As Ag*-ions source (C,,=0.025—
6.0 mmol/L). In a typical reaction procedure, 40 mL
of GP extract was added to 40 mL of AgNO; solution
under stirring during 0.1 min. The obtained mixture
was heated to 75°C for an appropriate time. The
change of color to the brown for AgNO,—PC GPWE
mixture indicated the formation of AgNPs. This
method will be mentioned below as chemical
synthesis using plasma-chemically obtained grape
pomace water extract (the method I).

In accordance to the second method, 40 mL
of AgNO; aqueous solution with the concentration
of 0.25—6.0 mmol/L was added to 1 g of dry GP
powder under stirring. The resulting mixture was
treated by contact nonequilibrium low-temperature
plasma for 5 minutes (at the amperage of [=120 mA
and the pressure of P=0.8 MPa), cooled and filtered.
This method will be mentioned below as the plasma-
chemical-assisted synthesis using grape pomace in
the aqueous medium (the method II).

The final product was a colloidal dispersion of
silver nanoparticles in both methods. AgNPs obtained
by chemical synthesis were centrifuged at 5000 rpm
for 5 min. The dried powders were used for further
characterization.

The spectra of colloidal solutions were recorded
using a spectrophotometer UV-5800PC (FRU,
China) equipped with quartz cuvettes in the
wavelength range of 200—700 nm.

The particle size distribution, polydispersity
index and zeta potential of the prepared AgNPs
colloids were determined by the dynamic light
scattering technique using an analyzer Zetasizer
Nano-25 (Malvern Instruments Ltd., Malvern,
England) within the range of 0.1—10000 nm. For
the hydrodynamic diameter measurement, 1 mL of
the sample was transferred into a disposable plastic
cuvette and automatically equilibrated in the
instrument for 2 min. The data were recorded in
triplicate. Microphotographs of nanoparticles were
obtained by means of a scanning electron microscope
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JEOL JSM-6510LV (JEOL, Tokyo, Japan).

To test the catalytic activity of AgNPs, the
reduction of 4-nitrophenol (4-NP) was monitored
as follows: 1.5 mL of 4-NP solution (0.15 mM) was
mixed with 1.0 mL of NaBH, solution (0.02 M) in a
cell for UV-Vis measurements. The color
immediately changed from light yellow to deep
yellow; then, 0.5 mL of AgNPs solution was added
to the above mixture. The intensity of the absorption
peak at 400 nm was used to monitor the process of
conversion from 4-nitrophenol to p-aminophenol.

Results and discussion

The most common technique used to elucidate
and confirm the formation of silver nanoparticles is
UV-Vis spectroscopy. Generally, metal nanoparticles,
due to their nano dimension, exhibit surface plasmon
resonance phenomenon, where the metal electrons
in the conduction band oscillate collectively in the
resonance at a certain wavelength of incident light.
Colloidal silver nanoparticles demonstrate the
absorption peak in the wavelength range from 380
to 450 nm, depending on the complex dielectric
constant of the metal, the cluster size and an
environment [12]. Obviously, the concentration of
silver nitrate plays an important role in the formation
of the silver particles [13]. In order to illustrate the
effect of silver nitrate concentration, different
concentrations of AgNO, were used to synthesize
silver nanoparticles.

Figure 1 presents the UV-Vis absorption spectra
of AgNPs prepared by two methods described above
at different concentrations of AgNO, (0.25—
6.0 mmol/L). The pure extract shows a maximum
absorbance at A<300 nm, which may be due to the
functional compound extracted from GP. The
presence of absorption peak in the range of 405—
420 nm in the presented curves indicates the AgNPs
formation after reaction with plasma-chemically
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obtained GPWE (Fig. 1,a).

As can be seen in Fig. 1, the growth of silver
nitrate concentrations from 0.25 to 6.0 mmol/L leads
to an increase in the intensity of absorbance peak.
Increasing intensity suggests that more nanoparticles
are formed. However, while the concentration of
silver nitrate changes from 1.0 to 3.0 mmol/L, the
intensity of absorbance peaks changed only slightly.
This may be explained by the exhaustion of the
reducing agent. With an increase in Ag* concentration
up to 6.0 mmol/L, the peaks intensity slightly
increases and a pair of absorption peaks at 424 nm
and 550 nm is formed. This indicates that aggregation
occurs in this reactive system and the nanoparticles
are well dispersed.

The plasma-chemical-assisted synthesis with
grape pomace in the aqueous medium under the
second method also leads to the formation of silver
nanoparticles (Fig. 1,b). The absorption spectra of
colloidal solutions showed a highly symmetric single
absorption band with a maximum at 422 nm and a
steadily increasing of intensity as a function of
reaction time without any shift in intensity. This
indicates a narrow and uniform size distribution of
the synthesized AgNPs with the spherical shape,
which is confirmed by relatively low polydispersity
indexes.

The dependences of the absorbance (at A,,,)
in the recorded UV-Vis absorption spectra of AgNPs
synthesized on the treatment duration are shown in
Fig. 2.

It was established that a gradual increase in the
absorbance is observed for both synthesis methods
and different AgNO; concentrations during first 5—
10 min of the synthesis, which indicates the growth
of AgNPs content with increasing treatment duration.
However, plasma-chemical-assisted synthesis is more
effective than the chemical synthesis and the time
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Fig. 1. Absorption spectra of silver colloidal solutions prepared by different methods and Ag* concentrations: (a) chemical
synthesis using plasma-chemically prepared grape pomace water extract; and (b) plasma-chemical-assisted synthesis using grape
pomace in the aqueous medium: Ag* concentration (mmol/L): 1 —0.25,2 —0.5,3 —1.0,4 —3.0and 5 — 6.0
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Fig. 2. Dependence of the absorbance (at A,,,,) of prepared colloidal solutions of AgNPs on the synthesis duration under different
preparation methods and Ag* concentrations: (a) chemical synthesis using plasma-chemically obtained grape pomace water
extract; and (b) plasma-chemical-assisted synthesis using grape pomace in the aqueous medium. Ag* concentration (mmol/L):
1—-0.252-0.5,3—-10,4—3.0and 5 — 6.0 (=10 min)

for the conversion of Ag* into nanoparticles decreases
by two times (5—7 min).

The dynamic light scattering technique was used
to determine the mean particle size and polydispersity
index (Table). The particle size distribution was
evaluated for different Ag* concentration by both
methods. It was shown that silver nanoparticles with
a narrow size distribution were formed. The obtained
data indicate that the average diameter of the
nanoparticles formed via both methods is equal to
20—33 nm and slightly grows with increasing initial
Ag* concentration. The polydispersity index of
AgNPs prepared by the plasma-chemical-assisted
method was 0.18—0.23, which indicates the stability
of the nanoparticles.

The particle size and polydispersity index of prepared
silver nanoparticles

C AgNO;, Avera(if 5 jrtlllcrf s1ze, Polydispersity index
oNPs»

mmol/L o 0d T [Method 11| Method I [ Method II
0.25 27.0 20.0 025 0.18
0.50 28.9 22 027 0.20
1.00 30.0 243 031 021
3.00 311 277 031 022
6.00 33.0 29.1 0.58 023

The SEM images of the prepared AgNPs are
shown in Fig. 3,a,b. The observed morphology of
the samples indicates that spherical nanoparticles
are formed.

The microstructure of the synthesized AgNPs
was investigated by XRD technique (Fig. 4). The
AgNPs powder was obtained under the following
conditions: t=10 min and C(AgNO;)=6.0 mmol/L.

The XRD peaks at 27.81°, 32.16°, 38.1°, 46.1°, 54.55°,
66.74°, and 76.84° correspond to 210, 122, 111, 200,
142, 220, and 311 crystalline planes for cubic
crystalline structure of metallic silver (JCPDS card
number 04-0783), respectively. The intensity of the
peaks reflects a high degree of crystallinity of the
silver nanoparticles.

Various nitro-aromatic compounds are
extensively used in textile, paper, pharmaceutical,
cosmetic, leather, plastic and food industries.
According to the report generated by the US
environment protection Agency (EPA), 4-nitro-
phenol belongs to the most widespread and dangerous
nitro-aromatic wastes and toxic chemicals [15]. Thus,
the reduction reaction of 4-nitrophenol to 4-amino-
phenol (4-AP) is a very important issue.

To evaluate the catalytic performance, the
synthesized AgNPs were used for the degradation of
4-nitrophenol, an anthropogenic pollutants that is
harmful to the environment. Though the reduction
of 4-NP to 4-AP by using aqueous NaBH, solution
is thermodynamically favorable (E° is equal to 0.76 V
and 1.33 V vs. NHE for 4-NP/4-AP and H,BO,/BH,,
respectively), the potential barrier due to a large
potential difference between donor and acceptor
molecules decreases the feasibility of this reaction.
It is well-known that the metal AgNPs catalyze this
reaction by facilitation of electron transfer from the
donor, BH,, to the acceptor, 4-NP.

The data given in Fig. 5,a,b show that 4-NP
reveals the absorbance peak at ~317 nm, which shifts
to 400 nm in the presence of NaBH, due to the
formation of 4-nitrophenolate ion in the alkaline
medium caused by NaBH,. The progress of the
reaction was monitored by the UV-Vis absorption
spectroscopy and confirmed visually by the
disappearance of the yellow color of 4-NP. The
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Fig. 3. SEM images of prepared silver nanoparticles: (a) chemical synthesis using plasma-chemically prepared grape pomace
water extract and (b) plasma-chemical-assisted synthesis using grape pomace in an aqueous medium (C(Ag*)=3.0 mmol/L and

=10 min)
300 -
111
250
200 “
(142)

Intensity (a.u.)
&
o

-
o
o

(210)
(122)

(3
o

0 r r T t
10 20 30 40 50 60 70 80 920

Fig. 4. X-ray diffraction pattern of silver nanoparticles (plasma-chemical-assisted synthesis using grape pomace in an aqueous
medium (C(Ag*)=3.0 mmol/L and t=10 min)
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Fig. 5. Time-dependent UV-visible spectra for the catalytic reduction of 4-NP by NaBH, in the presence of AgNPs obtained
using two different methods: (a) chemical synthesis using plasma-chemically obtained grape pomace water extract;
and (b) plasma-chemical-assisted synthesis using grape pomace in the aqueous medium.
(c) Plots of In(A,/A,) vs. time for the reduction of 4-NP by NaBH, in the presence of AgNPs

introduction of nanoparticles leads to the rapid
decrease in the absorption peak intensity at 400 nm,
and, at the same time, to the concomitant appearance
of a new peak at 298 nm, which indicates the
formation of the reduction product, 4-AP. The
reaction is completed within 20—25 min in the
presence of AgNPs.

The control of the above reaction was performed
by taking water instead of the nanoparticle solution.
The peak at 400 nm remained unchanged even after
3 days that confirmed the catalytic role of the
nanoparticles for the above reduction reaction.

Since the concentration of NaBH,significantly
exceeds 4-NP, the reduction rate, probably, is
independent of NaBH, concentration. Therefore, the
catalytic rate constant in this case can be evaluated
by studying the pseudo-first-order kinetics with
respect to 4-NP concentration. Figure 5, ¢ shows
that there is a good linear relation between In(A,/A,)
and time after the induction time; the catalytic rate
constants is 0.11—0.13 min™".

Conclusions

The environmentally friendly technique was
developed to produce metal nanoparticles using green
synthesis methods. UV-visible absorption spectral
characteristics of the silver nanoparticles prepared
at different Ag* concentration and synthesis duration
were determined. The UV-Vis spectrum of AgNPs
exhibited a surface plasmon absorption at about 405—
420 nm, which originated from the formation of
AgNPs. The prepared AgNPs were spherical with
the average particle size of about 20—33 nm. The
crystal structure of the synthesized nanoparticles
corresponded to the face-centered cube according
to the data of powder XRD analysis. The catalytic
performance of AgNPs was illustrated in the reaction
of degradation of a pollutant, 4-nitrophenol. Thus,
our study offers an effective and eco-friendly
approach to the purification of the environment from
organic pollutants.
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TUIASMOXIMIYHUM CUHTE3 HAHOYACTHHOK
CPIBJIA 3 BUKOPUCTAHHAM BIIXO/JIB
IIEPEPOBJIEHHSI BUHOI'PALY

M.I. Ckuba, B.1. Bopooiiosa, O.A. Ilisosapos, K.O. Copouxina,
A.C. Illaxyn

Uucnepcii nanowacmunok cpiona (AgHY) 6yau odepyucani
deoma memodamu: XIMIYHUM BIOHOBACHHSIM 3 GUKOPUCMAHHIM HO-
NnepeoHbo NAAIMOXIMIMHO 00ePIHCAH020 B00HO20 eKCMPAKMY 8i0x00i6
nepepobaeHHs1 BUHOSPAOY K GIOHOBAIOH020 | cMAbiNi3yHO1020 azeH-
ma ma 00HOCMAOQIIHUM NAQ3MOXIMIYHUM CUHIME30M 3 GUKODUCTAH-
HAM 8i0x00i6 nepepobaeris 6uHoepady y 600HOMY cepedoguuyi. YPD-
cnekmpu AgHY nokazaau noeaunanns 6 dianazoni 405—420 um,
wo obymoeaero ymeopernam AgHY. Jlocaioxceno cnekmpanvhi xa-
paxmepucmuxu YD-6uoumoeo noeAuHaHHs HAHOYACMUHOK Cpibaa,
odepoicanux npu pizHUX KoHyewmpauisx Ag* i mpusasocmi cunme-
3y. Pesyasmamu nokazaau, wjo cunme3 06oma memodamu 3abe3ne-
uye (hopmMyeanHs HAHOUACMUHOK CPibaa npu 00CAIONCYBAHUX KOH-
yeumpayisx Ag+ (0,25—6,0 mmonv/n) npomseom 5—10 xe. Juna-
MiuHe c8ImAOPO3CIEAHHSA | CKAHYBANbHY eAeKMPOHHY MIKPOCKONIH
6y10 BUKOPUCMAHO 0451 BUMIDIOGAHHS 2I0pOOUHAMIMHUX PO3MIPIE i
Mopghonoeii HanouacmuHok cpibaa 6 cycnensisx. Bcmanoenerno, uwo
odepacani Ag HY € chepuunumu i3 cepedHim posmipom 4acmuHok
6auzbko 20—33 Hm. Pezyabmamu penmeeHoCMpyKmMypHO20 aHAi3y
NOPOWKY NOKA3YIOMb, W0 HAHOYACMUHKU Ag Marmo epaneyeHm-
PposaHy Ky0iuHy KpucmaniyHy cmpykmypy. Kamanimuuni enacmu-
80CMI HAHOYACMUHOK OYAU 00CAI0NCeH] WAAXOM GIOHOBAEHHS
4-nimpogperony do 4-aminogerony e npucymuocmi 60opeiopidy Ha-
mpiro.

KimouoBi ciioBa: HaHOYACTMHKU Cpibjia, HU3bKOTEMIIE-
paTypHa HepiBHOBaXHa IJla3Ma, BUYaBKM BUHOTpany,
KaTaJiThyHe pyHHYBaHHS, HITPODEHO.
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Dispersions of silver nanoparticles (AgN Ps) were prepared by
two methods: a chemical reduction using plasma-chemically obtained
water extract of grape pomace as a reducing and stabilizing agent
and one-pot plasma-chemical-assisted synthesis using a grape pomace
in an aqueous medium. The UV-vis spectrum of AgNPs exhibited a
surface plasmon absorption at about 405—420 nm, which originated
from the formation of AgNPs. The UV-visible absorption spectral
characteristics of silver nanoparticles prepared under different Ag*
concentrations and durations of synthesis were studied. The results
demonstrated that the synthesis via both methods provides the
formation of AgNPs at the investigated concentrations of Ag* (0.25—
6.0 mmol/L) during 5—10 min. Dynamic light scattering and scanning
electron microscopy were employed to measure the hydrodynamic
size and morphology of silver nanoparticles in suspensions. The
prepared AgN Ps were spherical with an average particle size of about
20—33 nm. The results of powder X-ray diffraction method revealed
that Ag nanoparticles had a face-centered cubic crystal structure.
The catalytic performance of the AgNPs were ascertained in the
reduction of 4-nitrophenol to 4-aminophenol in the presence of sodium
borohydride.

Keywords: silver nanoparticle; low-temperature
none-quilibrium plasma; grape pomace; catalytic degradation;
nitrophenol.
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