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Green preparation of silver nanocluster composite
AgNCs@CF-g-PAA and its application: 4-NP

catalytic reduction and hydrogen productiony

Fei Han,®® Wenrui Wang,®® Danyi Li,?® Siyi Xu,®® Ying Sun,?® Lin Lin,?° Lin Ma,?®
Jihao Li® *3< and Linfan Li { *2°°

4-Nitrophenol (4-NP) is a serious organic environmental pollutant. Conversion of 4-nitrophenol to 4-
aminophenol (4-AP) by catalytic hydrogenation is an effective solution. In this work, a catalyst
(AgNCs@CF-g-PAA) loaded with silver nanoclusters (AgNCs) was prepared by radiation technique. Firstly,

the template polyacrylic acid (PAA) was grafted onto the cotton fiber (CF) by radiation grafting technique
to obtain a solid template (CF-g-PAA). After that, AQNCs were synthesized in situ on CF-g-PAA by
radiation reduction, and the composite material AQNCs@CF-g-PAA was obtained directly. AQNCs@CF-g-
PAA has an obvious photoluminescence phenomenon, which is attributed to the stable AgQNCs binding
to the carboxyl on the PAA molecular chain. Due to the extremely small size of AgNCs, AgNCs@CF-g-

PAA has good catalytic characteristics. The prepared AQNCs@CF-g-PAA catalyst has a very high catalytic
rate for the hydrogenation of 4-NP. Even at high concentrations of 4-NP, AgQNCs@CF-g-PAA can still
maintain a high catalytic rate. At the same time, the AgNCs@CF-g-PAA catalyst can also be used to
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catalyze the rapid hydrolysis of sodium borohydride, which is conducive to hydrogen production. In

summary, we have prepared a practical catalyst AgNCs@CF-g-PAA with high catalytic performance

DOI: 10.1039/d3ra01245j

rsc.li/rsc-advances

1 Introduction

With the development of society and the expansion of agricul-
ture and industry, the problem of water shortage becomes more
and more serious."” The lack of clean, fresh water has brought
about many problems worldwide.>* In the future, as the pop-
ulation increases and living standards improve, the problem of
water scarcity will become more serious.®> At present, water
pollution caused by the discharge of pollutants produced by
industry is one of the causes of water shortage, especially
organic pollutants.® 4-Nitrophenol (4-NP) is an intermediate
mainly used in pesticides, medicine, dyes and other fine
chemicals.” Due to its carcinogenicity and difficulty in natural
decomposition, 4-NP produced from industrial wastewater or
pesticide decomposition can cause serious water pollution
when released into the environment.® Therefore, it is very
important to develop an efficient and simple technology to
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based on cheap raw materials and a simple synthesis route, which provides a catalyst candidate for the
treatment of water contaminant 4-NP and the production of hydrogen from sodium borohydride.

remove 4-NP before it is discharged into the environment with
industrial wastewater.

So far, many viable methods for removing 4-NP have been
explored and developed, such as physical adsorption,®*® pho-
tocatalytic oxidation,' catalytic reduction™ and so on. Among
them, the catalytic reduction of 4-NP by metal nanoparticles
(MNPs) has been widely concerned in the field of sustainable
chemical industry due to its excellent catalytic performance.'*>*?
At present, researchers have developed different catalytic
materials by taking advantage of the characteristics of small
particle size and high specific surface area of metal nano-
particles, which bring high catalytic activity. He, ZM et al.
synthesized gold nanoparticles stabilized by konjac gluco-
mannan for catalytic reduction of 4-NP."* Delekar, S. D. et al.
synthesized titanium dioxide loaded with Ni nanoparticles for
catalytic hydrogenation of 4-NP.** Mitchell R. M. Bruce. et al.
synthesized AuNPs-COOH catalysts with high catalytic rates for
4-NP in complex environments.'® The smaller particle size of
nanoparticles plays an important role in the realization of
catalytic function.

Metal nanoclusters (MNCs), such as silver nanoclusters
(AgNCs) and gold nanoclusters (AuNCs), tend to have smaller
particle sizes and should be able to exhibit higher catalytic
activity than metal nanoparticles.’”'® Because of the smaller
particle size, the nanoclusters have a stronger tendency to
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spontaneously aggregate, in order to reduce the surface
energy.” Different template molecules are used to stabilize
metal nanoclusters to keep their size small, such as polymers,*
amino acids,” DNA,** etc. However, it is difficult to obtain only
metal nanoclusters in solution state to meet the requirement of
catalyst separability in industrial wastewater treatment.

Cotton fiber (CF) is an important renewable biopolymer,
with applications ranging from textiles to medicine, which is
the richest natural polymer around the globe.”®*?* The fabric
structure of the cotton fiber membrane provides a large specific
surface area and support structure for the catalytic material.****
This makes the cotton fiber membrane can be a good catalyst
carrier. However, it is difficult to load silver nanoclusters with
pure cotton fiber because of the lack of corresponding template
units. Radiation technique is often used for radiation modifi-
cation of polymer materials because of its simple experimental
conditions, mild reaction and easy control.”” Considering the
non-selective nature of gamma-ray interactions,” radiation
grafting techniques allow the grafting of vinyl monomers onto
a variety of polymer substrates without the need for initiators
and specific functional groups.”® Cotton fiber material is one of
the matrix materials commonly used for radiation modifica-
tion.>*® Acrylic acid monomer is also a vinyl monomer widely
used for polymer radiation modification.”®** In our previous
work, we have successfully prepared silver nanoclusters using
PAA as templates using radiation reduction technology.*
Furthermore, cotton fiber can be modified by radiation tech-
nology to make it capable of carrying silver nanoclusters for
excellent catalytic properties. This coupling effect of chemical
composition and physical structure is conducive to giving the
material excellent properties.* The low cost and high efficiency
of catalytic materials are met by radiation technology and low-
cost materials.

Nowadays, hydrogen energy is getting a lot of attention
because it is clean and has no greenhouse gas emissions.***
Many hydrogen-containing substances are used to produce
hydrogen.**-*' Sodium borohydride is a common cyanide, which
is an excellent candidate for hydrogen production due to its
characteristics of high hydrogen content, fast reaction, easy
regeneration, low toxicity and non-flammability.**** El-
Halwany, M. M. et al. prepared Ni-Co@PVDF-HFP NFs catalyst
material for hydrolyzing sodium borohydride to produce
hydrogen. For the excellent catalytic performance brought by
small particle size, AgNCs maybe also catalyze the hydrolysis of
sodium borohydride and achieve efficient hydrogen production.
The preparation of low-cost catalytic materials also offers
a simple and efficient potential method for hydrogen
production.

In this work, we prepared silver nanoclusters composite
cotton fiber material grafted with polyacrylic acid (PAA) by
a two-step synthesis using radiation technique. Firstly, cotton
fibers (CF-g-PAA) grafted with PAA were prepared by method of
immersion using radiation grafting technique. The abundant
carboxyl s on the modified CF-g-PAA provide sufficient sites for
the loading of silver nanoclusters. Next, using CF-g-PAA as
a template, silver nanoclusters were in situ reduced to CF-g-PAA

by radiation reduction, and finally silver nanocluster
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composites (AgNCs@CF-g-PAA) were obtained directly. The
loading degree of Ag nanoclusters can be simply controlled by
controlling the reaction conditions. At the same time, the
binding effect of silver nanoclusters with the material is also
clearly elaborated. Based on the excellent catalytic activity
brought by silver nanoclusters, the AgNCs@CF-g-PAA can effi-
ciently catalyze 4-NP reduction and hydrogen production from
sodium borohydride. At the same time, because AgNCs is bound
to the matrix material, the existence of CF-g-PAA ensures that
the catalyst is easy to separate and convenient for practical
application.

2 Experimental
2.1 Reagents and materials

Acrylic acid (AA), silver nitrate, isopropyl alcohol, sodium
borohydride and 4-nitrophenol (4-NP) were all purchased from
Sinopharm Chemical Reagent Co. Ltd. (Shanghai, China). All
chemicals and solvents were analytical reagent (AR). All chem-
icals and solvents were used as received without further puri-
fication. Cotton fiber membrane (CF) used in the experiment is
commercial cotton fiber membrane material. The water used
throughout all experiments was purified through a Millipore
system.

2.2 Instrumentation

Ultraviolet-visible spectrum were carried out on a HITACHI U-
3900 UV-vis spectrophotometer. Fluorescence spectrum were
performed on a Spectrofluorometer FS5. The IR analysis was
performed with a FTIR650 spectrophotometer over the range
600-4000 cm ' at a resolution of 2 em . For the FESEM
imaging study, A JSM-6700F FESEM instrument was used to
capture the SEM images at an accelerating voltage of 10-15 kV.
Meanwhile, EDS images were collected at an accelerating
voltage of 15 kV. Microscopic photographs of materials are
obtained through a microscope. The valence analysis of element
on the film surface was collected by SCIENTIFICESCALAB 250Xi
(XPS) and fitted by software. In order to study the thermal
properties of the material, TG 209F4 was used to test the ther-
mogravimetric property of the material.

2.3 Preparation of CF-g-PAA

CF-g-PAA was prepared by method of immersion through radi-
ation grafting. 10.8 g of acrylic acid is dissolved into 30 mL of
deionized water by ultrasonic to obtain the immersion solution.
The CF of a certain size was immersed in the immersion solu-
tion and shaken for 1 h. The CF adsorbed to the immersion
solution is then taken out and gently pressed to remove the
excess solution. Finally, CF is placed in a sealed bag and sealed
by vacuum, and then radiated at 20 kGy absorbed doses through
%Co. The total synthesis process was conducted at room
temperature. After radiation, the CF after graft modification
(CF-g-PAA) was ultrasonic cleaned with deionized water for
15 min, during which the deionized water should be replaced
three times. The membranes were dried in an oven at 60 °C for
24 hours and then weighed. The degree of grafting (DG) was

© 2023 The Author(s). Published by the Royal Society of Chemistry
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determined as the percentage increase in the film weight
according to eqn (1):
Wy — Wy

0

DG = x 100% 6))]
where W, and W, are the weights of the grafted membrane and
ungrafted membrane, respectively.

2.4 Preparation of AgNCs@CF-g-PAA

AgNCs@CF-g-PAA was prepared by radiation reduction. 0.1 M
silver nitrate-deionized water solution was prepared. After that,
isopropyl alcohol was added to the solution and configured as
a loaded solution with a concentration of 0.5 M. Subsequently,
the prepared CF-g-PAA was immersed in the loaded solution
and shaken for 2 h. After that, the solution was sparged with N,
for 15 minutes, and then radiated at 20 kGy absorbed doses
through °°Co. After radiation, the CF-g-PAA after loading AgNCs
(AgNCs@CF-g-PAA) was ultrasonic cleaned with deionized water
for 6 min. The washed AgNCs@CF-g-PAA is naturally dried at
room temperature and stored in the refrigerator at 4 °C for later
use. The degree of loading (DL) was determined as the
percentage increase in the film weight according to eqn (2):

W, — W,

0

DL = x 100% @)
where W, and W, are the weights of the loading membrane and
unloading membrane, respectively.

2.5 Catalysis performance of AgNCs@CF-g-PAA

20 mL solution of 0.5 x 10~ M 4-nitrophenol (4-NP) is prepared
by dissolving 4-NP in deionized water. 10 mL of sodium boro-
hydride solution with a concentration of 0.5 M was added to the
solution to get a catalytic solution. The prepared AgNCs@CF-g-
PAA was cut into 1.5 x 2 cm pieces and put into the catalytic
solution for the catalytic reaction under the condition of
standing. At intervals, a certain amount of samples are taken
from the system and tested for UV-vis spectra. All the experi-
ments were conducted at room temperature.

2.6 Cyclic catalytic performance of AgNCs@CF-g-PAA

40 mL solution of 0.5 x 10~* M 4-nitrophenol (4-NP) is prepared
by dissolving 4-NP in deionized water. 20 mL of sodium boro-
hydride solution with a concentration of 0.5 M was added to the
solution to get a catalytic solution. 10 mL of the catalyst solution
is poured into the glass bottle containing the catalyst
AgNCs@CF-g-PAA for catalysis. After 5 min of catalysis, appro-
priate solution was taken for UV-VIS spectrum test, and
conversion rate was calculated according to eqn (3). The process
was then repeated four times with a new catalytic solution.

Ay—A

Conversion rate = © % 100% (3)

0

where A, and 4,, are the absorbance at 400 nm at uncycled and n
cycles, respectively.
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2.7 Hydrogen production performance of AgNCs@CF-g-PAA

0.3 g sodium borohydride was dissolved in deionized water and
configured into a hydrogen production solution with a mass
fraction of 1%. The prepared AgNCs@PE-g-PAA was cut into 1.5
x 2 cm pieces and put into hydrogen production solution to
catalyze the hydrolysis of sodium borohydride. The hydrogen
was collected by drainage and the volume of hydrogen was
recorded every five minutes until 90 minutes. All the experi-
ments were conducted at room temperature. After the reaction
for 90 minutes, the catalyst was recovered.

3 Results and discussion
3.1 Preparation of AgNCs@CF-g-PAA

The modified cotton fiber membrane material with polyacrylic
acid (PAA) chains and silver nanoclusters (AgNCs) was prepared
by a two-step process using radiation technology. As shown in
Fig. 1, in the first step, the radiation grafting technique was
used to initiate the graft polymerization of acrylic acid (AA) on
the cotton fiber (CF), and the cotton fiber (CF-g-PAA) grafted
modified by PAA was obtained. Since the carboxyl can coordi-
nate with silver atoms, silver ions are in situ reduced on CF-g-
PAA by radiation reduction. Using the carboxyl on the PAA
molecular chain as the template, silver nanocluster composites
(AgNCs@CF-g-PAA) loaded with silver nanoclusters are
obtained.

Fig. 2(a) shows the changes in functional groups of materials
during the synthesis process. After grafting PAA, CF-g-PAA
showed an absorption peak from the carboxyl at 1700 cm ™,
which was derived from the PAA molecular chain. This proved
the successful preparation of CF-g-PAA. After further loading of
AgNCs, a new absorption peak appeared at 1520 cm '
(Fig. 2(a)), which may be attributed to carboxylate. The
appearance of carboxylate here may be related to the interaction
between carboxylate groups and silver nanoclusters. Because of
the photoluminescence ability, silver nanoclusters can absorb
specific wavelengths of light. Neither CF nor CF-g-PAA can
absorb any light at 300-800 nm wavelength (Fig. 2(b)). However,
there is a weak absorption at 500 nm in ultraviolet-visible
spectrum of AgNCs@CF-g-PAA, which comes from the loaded
AgNCs (Fig. 2(b)). The 500 nm absorption peak is thought to be
attributed to silver nanoclusters using carboxyl as template unit
in other works.?® At the same time, there is no diffraction peak
of silver nanoparticles at AgNCs@CF-g-PAA (Fig. S1t). This
suggests that the silver nanoclusters are indeed being loaded
onto AgNCs@CF-g-PAA. More direct evidence comes from the
fluorescence spectrum of AgNCs@CF-g-PAA (Fig. 2(c)). As we all
know, AgNCs are distinguished from nanoparticles by their
photoluminescence, due to their extremely small size.”® As
shown in the figure (Fig. 2(c)), AgNCs@CF-g-PAA produces
a 625 nm fluorescence emission when excited by light at 520 nm
wavelength. That means AgNCs are synthesized. AgNCs@CF-g-
PAA has a quantum yield of 1.96% and a fluorescence lifetime of
0.07 ns (Fig. S31). The nanosecond fluorescence lifetime also
indicates that the photoluminescence of AgNCs@CF-g-PAA is
a fluorescence emission, rather than phosphorescent emission

RSC Adv, 2023, 13, 1807-11816 | 11809
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Fig. 1 The synthetic route of AQNCs@CF-g-PAA.

with a longer fluorescence lifetime. It is worth noting that the reduction are mixed by silver nanocluster with different
fluorescence emission of AgNCs in the prepared AgNCs@CF-g- numbers of silver atoms. This phenomenon has been seen in
PAA is obviously dependent on excitation wavelength. With the our previous work® and other work,** which preparation of
increase of excitation wavelength, the fluorescence emission of  silver nanoclusters use polymer templates.

AgNCs@CF-g-PAA shows obvious red shift (Fig. S2t). This can Fig. 2(d) shows the thermal properties of the material. For CF
be explained by the fact that the AgNCs prepared by radiation without any modification, the thermal decomposition
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Fig. 2 (a), Fourier Transform Infrared Spectroscopy of CF, CF-g-PAA, AgNCs@CF-g-PAA; (b) ultraviolet visible spectrum of CF, CF-g-PAA,
AgNCs@CF-g-PAA; (c) fluorescence spectrum of AgNCs@CF-g-PAA; (d) thermal weight loss curve of CF, CF-g-PAA, AgNCs@CF-g-PAA; (e) XPS
spectrum of CF, CF-g-PAA, AgNCs@CF-g-PAA; (f) XPS Ag3d spectrum of AQNCs@CF-g-PAA; (g) XPS O 1s spectrum of CF; (h) XPS O 1s spectrum
of CF-g-PAA; (i) XPS O 1s spectrum of AgNCs@CF-g-PAA.
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temperature is 340 °C, and only 12% of the thermal decompo-
sition products remain at 600 °C (Fig. 2(d)). After grafting PAA,
when the temperature reached 200 °C, the carboxyl of CF-g-PAA
began to decarboxylate, and the PAA gradually decomposed
with the increase of temperature. In this process, when the
temperature reaches the thermal decomposition temperature of
CF, CF also starts thermal decomposition, resulting in rapid
increase of weightlessness. When the temperature reaches 600 °©
C, the residual mass of CF-g-PAA is higher than that of CF,
reaching 27%. After loading AgNCs, the thermal decomposition
behavior of AgNCs@CF-g-PAA is almost the same as that of CF-
g-PAA. The only difference is that AgNCs@CF-g-PAA has a higher
residual mass of 38%, attributed to residual silver material. The
thermal decomposition residual mass differences of
AgNCs@CF-g-PAA and CF-g-PAA are also consistent with the
degree of loading calculated by mass difference of the sample.
Due to the ease of control of radiation technology, the degree of
loading of AgNCs in AgNCs@CF-g-PAA can be controlled simply
by controlling reaction conditions (Fig. S41). Among them,
controlling the concentration of silver ions can more directly
and effectively control the degree of loading of AgNCs
(Fig. S4(a)f). At the same time, lower absorbed dose, appro-
priate degree of grafting of CF-g-PAA and appropriate isopropyl
alcohol concentration were more conducive to the formation of
AgNCs (Fig. S4(b)-(d)7). Similarly, CF-g-PAA grafted to different
degrees of PAA can be prepared by controlling reaction condi-
tions (Fig. S5T). Among them, controlling AA concentration is
easier to achieve the preparation of CF-g-PAA with different
degree of grafting. This illustrates the simple synthesis and
control of AgNCs@CF-g-PAA preparation using radiation
techniques.
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Due to the very small particle size, AgNCs often need to rely
on template materials to exist stably."” The oxygen of carboxyl in
PAA molecular chain can produce coordination effect on metal
atoms, which is beneficial to the stabilization of AgNCs. XPS
was used to define the interaction between AgNCs and template
PAA of AgNCs@CF-g-PAA. As shown in the figure (Fig. 2(e)), the
original CF contains only C element and O element, which are
derived from the carbon chain skeleton and the hydroxyl group
on molecular chain. After grafting PAA, CF-g-PAA still showed
the presence of C element and O element in the total spectrum
(Fig. 2(e)). However, in O 1s spectrum, CF-g-PAA has both -OH
and -COOH states of O element (Fig. 2(h)), while CF only has O
element in -OH (Fig. 2(g)). In particular, the O element of -
COOH belongs to the carboxyl of PAA molecular chain. After
loading AgNCs, AgNCs@CF-g-PAA show the presence of the Ag
element (Fig. 2(e)). It is more clear from the Ag 3d spectrum
(Fig. 2(f)) that the Ag element in AgNCs@CF-g-PAA is mainly
Ag0, indicating that Ag' ion has been successfully reduced to
form AgNCs. Fig. S67 visually shows the elemental composition
of the material. It is worth noting that in the O 1s spectrum
(Fig. 2(i)) of AgNCs@CF-g-PAA, the O element produces a new
peak, showing a new chemical state, which can be caused by the
combination between carboxyl group of PAA and AgNCs. This
shows that the PAA does act as a template unit and does
stabilize the AgNCs onto the substrate material.

The morphology and element distribution of the materials
were studied by microscope, SEM and EDS. As shown in the
figure (Fig. 3(a)), the original CF exhibits a braided structure,
giving it a large surface area. After grafted PAA and loaded
AgNCs, the braided structure of cotton fibers was not affected
(Fig. 3(a)). This helps to keep the substrate material high surface

(V)

\\\\\\\\\\\\\\\\\\\\\\
12345678 91011121314151617 181920 21
pm

Topm

(a) Microscope photograph: (1) CF, (Il) CF-g-PAA, (Ill) AQNCs@CF-g-PAA; (b) SEM image: (I) CF, () CF-g-PAA, (lll) AQNCs@CF-g-PAA; (c)

high resolution SEM image and EDS image of AQNCs@CF-g-PAA (I) high resolution SEM image, (Il) EDS distribution of silver elements of surface,
(1) EDS electronic image of cross section, (IV) EDS distribution of silver elements of cross section, (V) line scan EDS of silver elements.
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area. Fig. 3(b) shows a more detailed morphology of the mate-
rial. Each beam in the CF braided structure consists of
a monofilament. After grafting PAA, the morphology of mono-
filaments of AgNCs@CF-g-PAA did not change significantly, but
there was a slight mutual adhesion between monofilaments in
each bundle of fibers that constituted the braided structure
(Fig. 3(b)). It can be seen from the image (Fig. 3(a) and (b)) that
the adhesion between monofilaments only occurs within
a bundle of fibers, and has little impact on the overall knitting
structure. After further loading of AgNCs, the morphology of
AgNCs@CF-g-PAA did not change significantly (Fig. 3(b)).
However, in SEM images (Fig. 3(c)) with higher magnification,
there are tiny protrusions on the surface of monofilaments of
AgNCs@CF-g-PAA. As can be seen from the EDS image
(Fig. 3(c)), the uniform distribution of Ag element on the surface
of AgNCs@CF-g-PAA indicates that AgNCs is well dispersed on
the surface of the material. At the same time, EDS images
(Fig. 3(c)) of cross sections also showed that AgNCs were
distributed in the monofilament, and distributed evenly along
the radial direction. This fully demonstrates that while main-
taining the original morphological characteristics of CF, AgNCs
is uniformly loaded onto the surface and inside of the material.
This proves that the material preserves the high surface area
structure of the original material while the active site was ob-
tained. By combining the advantages of both, this facilitates the
material to achieve high catalytic performance.

(b) ..
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3.2 Catalysis performance of AgNCs@CF-g-PAA

4-Nitrophenol (4-NP), widely used in industrial fields, is an
important water pollutant.®*>*¢ Using AgNCs to transform the
harmful 4-NP into 4-aminophenol (4-AP), a precursor in the
field of medicine, is an effective solution. As shown in the figure
(Fig. 4(a)), 4-NP solution is a yellow clarified solution without
the addition of catalyst AgNCs@CF-g-PAA. After adding
AgNCs@CF-g-PAA, 4-NP solution gradually becomes colorless,
indicating that the material has obvious catalytic effect on 4-NP
reductive hydrogenation (Fig. 4(a)). The catalytic process can be
seen in detail in movie S1} (the video is processed at 8x fast
forward). As can be seen from the video, after the addition of the
catalyst AgNCs@CF-g-PAA, the 4-NP solution gradually changed
from obvious yellow to colorless transparent within 10 minutes.
The catalytic process was further evaluated by ultraviolet-visible
spectroscopy. With the addition of AgNCs@CF-g-PAA, the
absorption peak of 4-NP at 400 nm gradually weakened, and
that of 4-AP at 300 nm gradually increased (Fig. 4(a)). The 96%
conversion rate of 4-NP can be achieved in about 6 min. The
catalytic rate of AgNCs@CF-g-PAA was evaluated by pseudo first
order fitting curve. AgNCs@CF-g-PAA has a high rate constant of
0.00861 s, indicating that the efficient catalysis of 4-NP can be
achieved. The transfer of electrons from the donor sodium
borohydride to the acceptor 4-NP is crucial in the 4-NP to 4-AP
conversion.*”*® In this process, AgNCs can accelerate the
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: N = —0 Degree of loading ( )
- Adding | = — 60s 00 . 7.1% o oowe
) catalyst —129s 4 . 9.7% D oomss
2 . ——209s ) 4 13% ‘0 00006
o ¥ ——271s 10 00045451 G
E < ——336s ;_,B . £ oo
§s - - 408s $ EE) 3 0.00052
€
2 4-NP T 20 2 0.00050
Q10 P 2
< 4_API 25 & oooss
o3 a0 \ -0.015465 g oo
©  0.00044
00 3 g
200 300 400 500 0 50 100 150 200 250 300 350 400 o 74% 9.7% 1.3%
(d) Wavelength(nm) ( Time(s) f) Degree of loading
§ 4-NP concentration 0.0020
N = 0.5x103M -—; —_—
1 5\_ o 1x103M < oot =
A 2 2x1073M 9 oot <
3* = 2 oo £
Q 2 0.00861s! £ 2
3 g 00010 g ®
S . g s
& @ 00008
= “_0.00892s°1 S H
% 2 £ 00006 .
0.00889s’ " g 0004 8
& 3 oo
S
[} 100 200 300 400 50 600 3 .00%0 SE4 1E3 0002 ° 1 2 s ; s
Time(s) 4-NP concentration(M) h Number of cycles
(9) (h) -
b et — —— Before filtration
= = ‘ —— After filtration
~= Le—— —-— 20
Start After g i
o o c
I
filtering the 30 s k
E 10
- > - > s <
b ) % 05
" 200 300 400 500
St Wavelength(nm)

Fig. 4

(a) Ultraviolet visible spectrum of 4-NP reduced to 4-AP by NaBH4 in the present of AQNCs@CF-g-PAA; (b) pseudo-first-order plot of

catalytic process under different degree of loading; (c) catalytic efficiency of AQNCs@CF-g-PAA under different degree of loading; (d) pseudo-
first-order plot of catalytic process under different 4-NP concentration; (e) catalytic efficiency of AQNCs@CF-g-PAA under different 4-NP
concentration; (f) cyclic catalytic performance of AQNCs@CF-g-PAA; (g) diagram of filtration catalytic process; (h) ultraviolet visible spectrum

before and after filtration.
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electron transfer and catalyze the hydroreduction of 4-NP.*
Here, the catalytic mechanism of AgNCs is basically consistent
with that of AgNPs.**° However, AgNCs with smaller particle
sizes can expose more unsaturated silver atoms to bind to
sodium borohydride, showing better catalytic action.”

Further investigation of the catalytic behavior of AgNCs@CF-
g-PAA shows that the catalytic rate of AgnCs@CF-g-PAA
increases gradually with the increase of degree of loading of
AgNCs@CF-g-PAA. Subsequently, AgNCs@CF-g-PAA catalytic
efficiency at different degree of loading was calculated using the
following eqn (4):

Catalytic efficiency = _Mane (4)

X MAgNCs

where, M, yp is the molar amount of 4-NP in reaction within
a certain time, ¢ is the catalytic time, and magncs is the mass of
AgNCs. As shown in the figure (Fig. 4(b) and (c)), although the
highest degree of loading of AgNCs has a higher rate constant, it
did not bring the highest catalytic efficiency. This indicates that
an appropriate degree of loading could realize a more efficient
utilization of AgNCs. For the catalysis of 4-NP pollutants with
higher concentration, AgNCs@CF-g-PAA still showed a higher
catalytic rate, which was consistent with the catalysis of lower
concentration of 4-NP (Fig. 4(d)). This indicates that the cata-
lytic efficiency of AgNCs@CF-g-PAA gradually increases with the
increase of 4-NP concentration (Fig. 4(e)), which proves the
catalytic efficiency of the catalyst. Finally, the cyclic catalytic
performance of AgNCs@CF-g-PAA was tested. The stability of
the cycle catalysis of AgNCs@CF-g-PAA was evaluated. As shown
in the figure (Fig. 4(f)), AgNCs@CF-g-PAA can maintain a high
catalytic effect in the initial cycle, and the conversion rate can
reach more than 80% in 5 min. However, as the number of
cycles increases, the catalytic effect of AgNCs@CF-g-PAA grad-
ually decreases, and the conversion rate of 50% can be achieved.
The degradation of the catalytic performance of the material
may be attributed to the aggregation of silver nanoclusters on
the material during the catalytic process. As shown in
Fig. S7(a),T diffraction peaks of silver nanoparticles appear in
the material after cyclic catalysis. At the same time, large silver
nanoparticles were precipitated on the surface of the material
(Fig. S7(b)T). This indicates that during the catalytic process of
the material, silver nanoclusters will gradually aggregate to
form nanoparticles, leading to the decline of catalytic perfor-
mance. As shown in Table 1, AgNCs@CF-g-PAA prepared in this

Table 1 Comparison of the rate constants of this work with other
catalytic membrane materials

4-NP concentration  Constant of

Catalyst (mM) speed (min~")  Reference
Pd/COF@LZU1 10 0.55 52
Cel@AgNP@PVP 0.3 0.07 53
AgNPs@UCM 0.05 0.0144 54
Ni/Au@CW 0.04 0.31 55
Pd NPs@CHI 0.15 0.048 56
AgNCs@CF-g-PAA 0.5 0.9276 This work

© 2023 The Author(s). Published by the Royal Society of Chemistry
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work exhibits a higher catalytic rate constant than other cata-
Iytic membrane materials. Considering the low cost of the base
material and the simple preparation method, the use of
AgNCs@CF-g-PAA as a one-time efficient catalytic material is
also a potential way to achieve 4-NP pollutants treatment.

The filter filled with AgNCs@CF-g-PAA was designed to
briefly evaluate the actual catalytic behavior of AgNCs@CF-g-
PAA. The overall device is shown in the figure (Fig. S87),
AgNCs@CF-g-PAA filled into the inner space of the filter. 4-NP
solution mixed with sodium borohydride is then run slowly
through a catalyst filled filter using a syringe. As shown in the
figure (Fig. 4(g)), the solution is yellow before flowing through
the catalytic filter. After passing through the catalytic filter, the
color of the solution obviously lightened to colorless. The
detailed filtration catalytic process is shown in movie S2.}
Before flowing through the filter, the solution has a distinct
absorption peak at 400 nm (Fig. 4(h)), which belongs to 4-NP.
After passing through the filter, the absorption peak of 4-NP in
the solution disappeared, and the absorption peak of 4-AP
appeared at 300 nm. This shows that the filter filled with
AgNCs@CF-g-PAA can achieve the catalysis of 4-NP in one filter,
showing good practical application value. At the same time,
AgNCs@CF-g-PAA can also be used in combination with filter
paper and other filter devices to achieve the catalytic treatment
of small molecular pollutants 4-NP that can not be separated
from filter paper.

3.3 Hydrogen production performance of AgNCs@CF-g-PAA

It can be seen from the catalytic test that AgNCs has strong
catalytic activity due to its small particle size. Based on this,
AgNCs@CF-g-PAA may also be able to achieve efficient catalytic
hydrolysis of sodium borohydride for hydrogen production. The
specific hydrogen production device is shown in the Fig. 5(c),
and the volume of hydrogen is calculated by drainage method.
This is shown in the figure (Fig. 5(a)). The natural rate of
hydrolysis of sodium borohydride is very slow. After adding
AgNCs@CF-g-PAA catalyst, the hydrogen production rate of the
system reached 10 times that of natural hydrolysis, showing
good catalytic hydrogen production characteristics. The
detailed hydrogen production process can be seen in the movie
S3.1 Moreover, AgNCs@CF-g-PAA exhibits a very fast hydrogen
production rate at the time of addition (Fig. 5(a)). With the
hydrolysis of sodium borohydride, the concentration of sodium
borohydride in the system decreased gradually, resulting in
a slow hydrogen production rate. For this reason, catalytic
hydrogen production was tested at a higher concentration of
sodium borohydride. As shown in the figure (Fig. 5(b)),
AgNCs@CF-g-PAA can achieve higher rates of catalytic hydrogen
production at higher concentrations of sodium borohydride.
The hydrogen production rate of AgNCs@CF-g-PAA is calculated
by the following eqn (5):

L ®)

Hydrogen production rate = ——=—
X MAgNCs

where, Vy, is the volume of hydrogen in reaction within
a certain time, ¢ is the reaction time, and magncs is the mass of
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Table 2 Comparison of the hydrogen production rate of this work with other catalytic membrane materials

NaBH, concentration Temperature Hydrogen production

Catalyst (Wt%) (°C) rate (mL g~ ' x min ") Reference
Co/-Al,05 1 25 625 57
Ni@nanogel 0.19 25 3333 58

Ru/Ni foam 25 25 69.87 59
CoB@PVDF 0.6 25 394.7 60
Co/PPX-Cl 2,5 25 4250 61
Ce@Co-La-B catalyst

AgNCs@CF-g-PAA 3 25 1915 This work

AgNCs. AgNCs@CF-g-PAA has the fastest hydrogen production
rate of 1915 mL min '-g~'. However, membrane material has
the advantage of easy separation, convenient practical applica-
tion. Table 2 shows the comparison between this work and
other membrane materials in terms of catalytic hydrogen
production rates. Considering the low cost of the material and
the simple and practical synthesis route, AgNCs@CF-g-PAA can
be used as a candidate for catalytic hydrogen production
catalyst.

4 Conclusion

Here, a cheap catalytic material is prepared using radiation
technology. Firstly, a solid template (CF-g-PAA) was obtained by

11814 | RSC Adv, 2023, 13, I807-11816

radiation grafting of polyacrylic acid molecular chains on cotton
fiber (CF). Then, silver nanoclusters (AgNCs) were loaded in situ
on CF-g-PAA by radiation reduction, and the silver nanocluster-
supported composite catalyst (AgNCs@CF-g-PAA) was obtained.
AgNCs are fixed on AgNCs@CF-g-PAA and distributed evenly by
the interaction between the carboxyl on the PAA molecular
chain and AgNCs. Because of the simple synthesis condition of
radiation technology, the degree of loading of AgNCs can be
controlled simply. Using the high catalytic activity of small size
AgNCs, AgNCs@CF-g-PAA can achieve efficient catalysis of water
pollutant 4-nitrophenol (4-NP). Moreover, the material can be
combined with the filter device, which has certain practical
value. At the same time, AgNCs@CF-g-PAA can also realize the
efficient catalytic hydrolysis of sodium borohydride, and make

© 2023 The Author(s). Published by the Royal Society of Chemistry
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a certain contribution to hydrogen production. Due to the low
cost of the base material and the simple synthesis route, this
work provides an efficient and economical catalyst candidate
for the treatment of water contaminants 4-NP and sodium
borohydride hydrogen production.
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