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of ultrafine Cu(II) metal
immobilized on pectin hydrogel, modified by
a CoFe2O4/Pr-SO3H nanocomposite as a green
catalyst for reduction of nitro compounds and
synthesis of 1H-tetrazoles

Roya Mozafari, Maria Mohammadi, Setareh Moradi
and Mohammad Ghadermazi *

Synthesis of 5-substituted 1H-tetrazoles and reduction of a variety of nitro compounds presents

a promising solution for the pharmaceutical and agricultural industries. However, the development of

green catalysts with superior catalytic performance for this reaction remains a significant challenge. This

research introduces a green protocol for the in situ creation of ultrafine Cu(II) metal immobilized on the

surface of pectin hydrogel (HPEC), modified by a CoFe2O4/Pr-SO3H magnetic nanocomposite, enabling

the synthesis of tetrazoles and reduction of nitro compounds. This catalyst exhibits superior catalytic

performance under green reaction conditions, short reaction time, catalyst separation, and thermal

stability. The heterogeneous catalyst's structure and composition were thoroughly analyzed using

various techniques such as FT-IR, FE-SEM, VSM, ICP-OES, TGA, XRD, BET, EDX, and X-ray mapping.
1. Introduction

Green chemistry is an innovative eld that aims to foster
sustainability at the molecular level by optimizing the use of
renewable raw materials and eliminating destructive and
potentially harmful reagents and solvents in chemical product
creation and application.1–8

Hydrogels are three-dimensional polymer networks that
possess cross-links and the capacity to absorb signicant
quantities of water or biological uids, even under pressure.9–11

Natural hydrogels, due to their abundance, diversity, renew-
ability, low cost, biodegradability, low toxicity, and biocompat-
ibility, are particularly intriguing when compared to synthetic
hydrogels.12,13 These unique properties make hydrogels desir-
able in various industries, such as food, packaging, medicine,
agriculture, and even for absorbing contaminants.14,15

Plant cell walls consist of polysaccharides and proteins, where
the polysaccharides are typically made up of pectin and cellu-
lose.16 Pectin, comprising galacturonic acid-type substances,
contains methyl esters and sodium and potassium salts.17 Pectin
can be sourced from a variety of plants, such as apple pomace,
tomatoes, sugarcane, lemons, kiwis, onions, garlic, orange peel,
cacao, soybeans, and sunower seeds.18 The diverse structures
within pectin inuence hydrogel formation in different ways.19,20

One potential application of pectin is as a substrate for catalysts.21
rdistan, P. O. Box 66135-416, Sanandaj,
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The development and creation of green catalysts have drawn
signicant interest in both academic and industrial sectors.22,23 To
achieve this goal, making the catalysts heterogeneous on solid
supports is one of the intriguing options to avoid catalyst waste.24

Moreover, the supports oen signicantly inuence the catalyst's
activity.25,26 The diversity of catalysts with solid bases can offer
chances for the straightforward separation of catalysts from
reaction mixtures.27 Indeed, separable magnetic catalysts are
a better strategy to bridge the gap between homogeneous and
heterogeneous catalysts.28–30

Nitroaromatic compounds are very toxic and are introduced
into the environment through agricultural chemicals, paint
wastewater, plastic, synthetic resins, etc.31 Conversely, the reduc-
tion of nitroarenes to arylamines yields important starting
materials and intermediates widely used in the pharmaceutical
and agricultural industries.32 Hence, the reduction of nitro
compounds to amine groups using green solvents in a sustainable
method has received signicant attention.33 However, while the
methods reported to date boast many advantages, they also come
with a set of challenges.34 These include suboptimal efficiency, the
employment of dangerous reagents, poor recovery of pricey cata-
lysts, and extended reaction durations, resulting in the produc-
tion of signicant amounts of harmful waste.35 Therefore, there is
a pressing need for more efficient, green, and sustainable
methods.

Tetrazoles are non-cyclic compounds featuring a ve-
membered ring comprised of one carbon atom and four
nitrogen atoms.36 These compounds have various uses in the
© 2025 The Author(s). Published by the Royal Society of Chemistry
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creation of organic materials, in biological contexts, and within
the pharmaceutical industry. The formation of tetrazole ring is
an essential process in medicinal and organic chemistry, and
various methods have been proposed for the synthesis of these
compounds.37 Although numerous studies have explored the
utilization of catalysts for the direct synthesis of tetrazole, there
has been no paper dedicated to the application of CoFe2O4@-
HPECG/Pr-SO3H$Cu(II) based heterogeneous catalysts in tetra-
zole synthesis. Consequently, it is highly preferred to develop an
effective catalyst for the selective production of tetrazole under
mild reaction conditions in an environmentally friendly solvent.

In this study, we present the rst instance of creating a novel,
magnetically retrievable nanocomposite consisting of CoFe2-
O4@HPECG/Pr-SO3H and Cu. This nanocomposite was created,
analyzed, and tested as a catalyst for the reduction of nitro groups
into amines using NaBH4 and synthesis of tetrazole in an
Scheme 1 Synthesis CoFe2O4@HPECG/Pr-SO3H$Cu(II).

© 2025 The Author(s). Published by the Royal Society of Chemistry
aqueous medium. The newly synthesized nanocatalyst combines
the catalytic prowess of Cu nanoparticles with the magnetic
properties of CoFe2O4, showing remarkable catalytic activity.

2. Experimental
2.1. Materials

All the chemicals and solvents used for the synthesis of
CoFe2O4@HPECG/Pr-SO3H$Cu(II), including FeCl3$6H2O,
CoCl2$6H2O, CuCl2$2H2O, NaBH4, HCl (37%), NaOH, NaN3 and
EtOH (95%) and other chemicals were purchased from Merck
and Sigma-Aldrich.

2.2. Characterization methods

The instruments used for the characterization of CoFe2O4@-
HPECG/Pr-SO3H$Cu(II) included FT-IR, VSM, FE-SEM, TGA,
RSC Adv., 2025, 15, 1358–1374 | 1359
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Fig. 1 Field emission scanning electron microscopy (FE-SEM) images of HPECG (a), CoFe2O4 (b) and CoFe2O4@HPECG/Pr-SO3H$Cu(II)
nanocatalyst at 200 nm (c), and 1 mm, (d) magnifications.
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BET, EDX, ICP-OES, XRD, and X-ray mapping. SEM-TESCAN
MIRA3 was used to analyze the size and structure of the nano-
catalyst. The samples were analyzed using XRD and FTIR
techniques with JEOl JEM-1010 and JEOL JSM-6100 micro-
scopes, respectively, in the 2q = 20°–80° region and Perki-
nElmer Spectrum one instruments were used potassium
bromide discs. Moreover, elemental analysis of all samples and
thermogravimetric analysis (TGA) was determined by ener-
gy-dispersive X-ray spectroscopy (EDX) by a Kevex, Delta Class I
and Shimadzu DTG-60 instrument respectively. A measurement
of Vibrating Sample Magnetometer (VSM) was taken using
a Vibrating Sample Magnetometer MDKFD. The pore size
distribution and surface area were investigated using Barrett–
Joyner–Halenda (BJH) analysis and Brunauer–Emmett–Teller
(BET) measurements, respectively. The purity determination of
the products and the reactions were monitored using TLC on
silica gel Polygram SILG/UV 254 plates. Cu loadings in the
CoFe2O4@HPECG/Pr-SO3H$Cu(II) catalyst were determined by
ICP-OES (730-ES Varian).
2.3. Synthesis of magnetic cobalt ferrite nanoparticles

In a 100 mL round-bottom ask, a mixture of 4.04 g (4 mmol) of
Fe(NO3)3$6H2O and 1.45 g (2 mmol) of Co(NO3)2$6H2O was
1360 | RSC Adv., 2025, 15, 1358–1374
dissolved in 50mL of distilledwater. Then, a NaOH (3M) solution
was slowly added to themixture with vigorous stirring and heated
at 80 °C for 1 h. This will facilitate the precipitation of the cobalt
ferrite nanoparticles. The produced magnetic nanoparticles were
separated using an external magnet and were washed several
times with ethanol and water. The washed nanoparticles were
transferred to the oven and dried at 50 °C for 30 min.38
2.4. Pectin extraction from green lemon and its purication

5 g of ground lemon peel was placed in a 250 mL beaker, and
150 mL of distilled water was added. The mixture was stirred
using a magnetic stirrer for 30 min at room temperature. Then,
10 mL of concentrated HCl was slowly added to the reaction
mixture, which was then stirred at 75 °C for 85 min. This
process will help break down the cell walls and release the
pectin. Using lter paper, the precipitate was separated and an
equal volume of ethanol (95%) was added to the resulting
solution, causing the pectin to oat on the surface in
a suspension form. The light brown jelly-like portion was
separated using a centrifuge and, aer being washed with
acetone, was dried in an oven at 25 °C for 48 h. The dried jellies
turned into a so powder, from which 0.44 g of pure pectin
(PEC) was extracted and characterized by FT-IR spectroscopy.
© 2025 The Author(s). Published by the Royal Society of Chemistry
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2.5. Acidication of pectin

This method is to modify pectin by making it alkaline and then
acidifying it. The purpose of such treatment is oen to modify
the properties of pectin to make it more suitable for specic
applications or to obtain a specic derivative of pectin. In
a 100 mL beaker, 0.44 g of the extracted pectin was dissolved in
44 mL of distilled water, resulting in a solution with a pH of
3.2.4 g of NaOH was added to 20 mL of distilled water, and this
Fig. 2 EDX spectrum and elemental mapping CoFe2O4@HPECG/Pr-SO

© 2025 The Author(s). Published by the Royal Society of Chemistry
second solution was added dropwise to the pectin solution
under vigorous stirring in an ice bath until the pH reached 12.2.
Aer stirring for an hour, the mixture was le at 40 °C for 24 h.
Aerwards, the pH of the resulting solution was measured (pH
= 11.5). A few drops of 37% HCl were added until the pH
reached 4.8. Aer adding an equal volume of ethanol, the
precipitate was separated by centrifugation. The resulting
product (HPEC) was dried at room temperature for 24 h.
3H$Cu(II) nanocomposites.

RSC Adv., 2025, 15, 1358–1374 | 1361
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Fig. 3 Magnetization curves of CoFe2O4 (a) and CoFe2O4@HPECG/
Pr-SO3H$Cu(II) at ambient temperature (b).

Fig. 5 FT-IR spectra of PEC (a), HPECG (b), CoFe2O4@HPECG (c),
CoFe2O4@HPECG/Pr-SO3H (d), and CoFe2O4@HPECG/Pr-SO3-
H$Cu(II) (e).

Fig. 4 X-ray diffraction (XRD) pattern of CoFe2O4@HPECG/Pr-
SO3H$Cu(II).
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2.6. Preparation of pectin hydrogel

0.3 g of acid-hydrolyzed pectin were added to 100 mL of distilled
water and stirred until dissolved.

0.4 g of calcium chloride were dissolved in 70 mL of distilled
water and added dropwise to the pectin solution under vigorous
stirring. The calcium ions will act as crosslinking agents, forming
a hydrogel structure with pectin. 15mL of ethanol (1M) and 25mL
1362 | RSC Adv., 2025, 15, 1358–1374
of methanol were then added to the resulting solution. This will
promote the precipitation of the pectin hydrogel. The pectin
hydrogel precipitate (HPECG) was separated by centrifugation.
Aer being washed twice with ethanol to remove any residual
reagents or impurities, the precipitate was dried at 25 °C for 24 h.
2.7. Preparation of CoFe2O4@HPEC nanoparticles

0.36 g of synthesized HPEC was mixed with 72 mL of distilled
water at 70 °C with vigorous stirring until the HPEC is fully dis-
solved. 0.36 g of cobalt ferrite were dissolved in 72 mL of distilled
water, sonicated for 20 min to ensure uniform dispersion and
reduce any agglomerates, then dropwise added to the pectin
solution, followed by an additional 20 min of sonication. The
mixture was then allowed to sit at 70 °C for 24 h. Aer which the
resulting precipitate was separated using a magnet and then
washed with water and ethanol. The residue was dried at 50 °C for
30 min.
© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 TGA and DTA curve of CoFe2O4@HPECG/Pr-SO3H$Cu(II).
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2.8. Preparation of CoFe2O4@HPECG/Pr-SO3H

In a 100 mL round-bottom ask, 5.0 g of CoFe2O4@HPECG were
mixed with 25 mL of methanol and 1 mL of 3-trimethoxysilyl-1-
propanethiol (MPTMS). The mixture was stirred with a magnetic
stirrer at room temperature for 24 h. The resulting product was
separated using an external magnet and washed with distilled
water. The synthesized CoFe2O4@HPECG/Pr-SO3H was dried at
50 °C. The obtained product was dissolved in 10 mL of distilled
water, and dropwise, over the course of an hour, 10 mL of H2O2

(30%) was added to it. This step will oxidize the thiol groups to
sulfonic acid groups. The mixture was stirred with a magnetic
stirrer for 16 h. CoFe2O4@HPECG/Pr-SO3H was separated, washed
with distilled water, and then dried.
2.9. Preparation of CoFe2O4@HPECG/Pr-SO3H$Cu(II)

In a 50 mL ask, 2.0 g of the nanocomposite CoFe2O4@HPECG/
Pr-SO3H was dissolved in 8 mL of distilled water and sonicated
for 20 min to ensure the nanocomposite is well-dispersed.
Then, 16.0 g of CuCl2$2H2O were dissolved in 12 mL of
distilled water and added to the nanocomposite solution. The
mixture was stirred with a magnetic stirrer for 12 h. Then, the
obtained product was washed with distilled water to remove any
unbound Cu(II) ions or other impurities.
2.10. A common method to reduce nitro compounds with
NaBH4 in the presence of CoFe2O4@HPECG/Pr-SO3H$Cu(II)
nanocatalyst

A combination of 25 mg CoFe2O4@HPECG/Pr-SO3H$Cu(II) in
4 mL of distilled water and 0.015 mmol NaBH4 was prepared in
a round-bottomed ask that had a magnetic stirrer. Aer 3 min,
1 mmol of nitro compound was added to the ask and the
mixture was vigorously stirred at ambient temperature. The
progress of the reaction was used by TLC. Aer the reaction
completed, an external magnet was used to easily separate the
magnetic nanocatalyst from the reaction mixture. Next, the
reduced product was extracted from the remaining liquid by
utilizing diethyl ether.
© 2025 The Author(s). Published by the Royal Society of Chemistry
2.11. General process for the synthesis of 1H-tetrazoles

A combination of 1 mmol nitrile, 1.2 mmol sodium azide and
40 mg CoFe2O4@HPECG/Pr-SO3H$Cu(II) in 3 mL of distilled
water was prepared in a round-bottomed ask equipped with
a magnetic stirred at 70 °C. The progress of the reaction was
used by TLC. Aer the reaction completed, an external magnet
was used to easily separate the magnetic nanocatalyst from the
reaction mixture. The mixture was subsequently treated with
ethyl acetate and HCl while being stirred vigorously. The
organic layer was removed from the mixture, and the aqueous
layer was extracted with ethyl acetate. Ultimately, the separated
organic layers underwent a wash with water, aer which the
solvent was eliminated, and crystallization in ethanol for
further purication.
3. Results and discussion
3.1. Characterization of CoFe2O4@HPECG/Pr-SO3H$Cu(II)
nanocatalyst

The synthetic strategy for the preparation of the CoFe2O4@-
HPECG/Pr-SO3H$Cu(II) is summarized in Scheme 1. First,
pectin, as an important biopolymer, is extracted from lemon
peel and alkali de-esteried. The purpose of such treatment is
oen tomodify the properties of pectin to make it more suitable
for specic applications or to obtain a specic derivative of
pectin. Pectin hydrogel was prepared by ionically cross-linking
of pectin solution in the presence of calcium chloride. Next,
CoFe2O4 magnetic nanoparticles are deposited onto the surface
of this pectin hydrogels. This step allows for proper embedding
of the magnetic nanoparticles within the pectin matrix. At the
next step, by adding MPTMS and subsequent oxidation with
H2O2 was sulfonated (CoFe2O4@HPECG/Pr-SO3H). Finally,
CoFe2O4@HPECG/Pr-SO3H was treated with CuCl2$2H2O to
give CoFe2O4@HPECG/Pr-SO3H$Cu(II). This allows the Cu(II)
ions to bind with the sulfonic acid groups on the nano-
composite, forming the desired CoFe2O4@HPECG/Pr-SO3-
H$Cu(II) product.
RSC Adv., 2025, 15, 1358–1374 | 1363
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Fig. 7 Nitrogen adsorption–desorption isotherms and BJH pore size
distributions of CoFe2O4@HPECG/Pr-SO3H$Cu(II).
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3.1.1. FE-SEM studies. The morphology and particle size of
CoFe2O4@HPECG/Pr-SO3H$Cu(II) were determined using the
SEM technique. The SEM images of HPECG (a) CoFe2O4 (b) and
CoFe2O4@HPECG/Pr-SO3H$Cu(II) (c-d) at different magnica-
tions are shown in Fig. 1. The results obtained from image (a)
show that the structure is amorphous. Image (b) demonstrates
that the CoFe2O4 structure is in the form of nanospheres with
an average size of 14 nm. Also, upon analyzing these images (c
and d), it was determined that the synthesized sample is rod-
shaped and can be seen as star-shaped from a distance. The
average size of the nanocatalyst is 28 nm, and due to the elec-
tronic andmagnetic interaction between nanoparticles, they are
somewhat connected to each other. Furthermore, the
1364 | RSC Adv., 2025, 15, 1358–1374
distribution of nanoparticles throughout the substrate is
completely uniform, indicating the successful formation of the
CoFe2O4@HPECG/Pr-SO3H$Cu(II).

3.1.2. EDX and elemental mapping analysis. The element
composition of the synthesized CoFe2O4@HPECG/Pr-SO3-
H$Cu(II) was studied using EDX and elemental mapping anal-
ysis which showed the existence of Co, Fe, S, O, C, Ca, Si, and Cu
in the prepared nanocatalyst. The results conrmed the
successful immobilization mentioned Pr-SO3H$Cu(II) catalytic
complex on the surface of CoFe2O4@HPECG nanoparticles.

Additionally, the elemental mapping results indicate that
these elements are evenly spread out across the HPECG, indi-
cating an integrated system (Fig. 2).

3.1.3. VSM analysis studies. Vibrating-sample magnetom-
etry (VSM) is an efficient tool to characterize the magnetic
feature of CoFe2O4 (a) and CoFe2O4@HPECG/Pr-SO3H$Cu(II)
(b). The saturation magnetization value (Ms) of CoFe2O4 and
CoFe2O4@HPECG/Pr-SO3H were about 65.53 and 34.02 emu
g−1, respectively (Fig. 3). As a result of this analysis, theMs value
for CoFe2O4 is higher than catalyst which is due to the existence
of HPECG/Pr-SO3H and Cu supported on nanoparticles.
Although, this magnetic property of CoFe2O4@HPECG/Pr-SO3-
H$Cu(II) is still enough to ensure that the nanocatalyst quickly
recovers from the reaction mixture using an external magnet.

3.1.4. X-ray diffraction. The X-ray diffraction (XRD) pattern
of the structure of the CoFe2O4@HPECG/Pr-SO3H$Cu(II)
composite is displayed in Fig. 4. According to the existing
patterns, it appears that the amorphous pectin obtained from
lemon peel has only one peak at an angle of approximately 2qz
18.12 and 32.12°, and the peaks with low intensity conrm the
amorphous nature of the substrate. The diffraction peaks
observed for Bragg's reections from planes (2 2 0), (3 1 1), (4
0 0), (4 2 2), (3 3 3), and (4 4 0) match the standard spinel
structure of CoFe2O4 (JCPDS card No. 22-1086).39 Additionally,
the peak appearing at angles 2q z 43.9, 57.4, and 74.8 is
associated with the diffraction of the (1 1 1), (2 0 0), and (2 2 0)
planes of metallic copper with a face-centered cubic structure
(marked as asterisk).40 Based on the Debye–Scherrer equation,
the average size of these CoFe2O4@HPECG/Pr-SO3H$Cu(II)
particles is calculated to be nearly 21 nm.

The accurate value of Cu loaded on modied CoFe2O4@-
HPECG/Pr-SO3H, ICP analysis was performed and it was
measured to be 0.33 mmol g−1. Also, the exact amount of the
sulfur for CoFe2O4@HPECG/Pr-SO3H$Cu(II) was found to be
0.84 mmol g−1 by the aid of the CHNS method.41

3.1.5. FT-IR spectroscopy. FT-IR techniques, as demon-
strated in Fig. 5, are able to describe and verify the preparation
of the catalyst. In the comparative FT-IR spectra of PEC (a),
HPECG (b), CoFe2O4@HPECG (c), CoFe2O4@HPECG/Pr-SO3H
(d), and CoFe2O4@HPECG/Pr-SO3H$Cu(II) (e), the broad peak
observed in the 3460 cm−1 region of the FT-IR spectra is
attributed to the stretching vibrations of the O–H groups, and
the stretching vibration of C–H is observed in the 2926 cm−1

region. The peak in the 1745 cm−1 region is related to the
vibration of the carbonyl groups of esters, and the peak corre-
sponding to the carboxylic acid groups is seen in the 1628 cm−1

region.39 Peaks related to the stretching vibrations of the C–O
© 2025 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Optimization experiments for reduction of nitrobenzene using CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocatalyst

Entry Catalysts among (mg) Reducing agent Condition Time (min) Yielda (%)

1 25 NaBH4 (0.15 mmol) CH3CN/r.t. 100 —
2 25 NaBH4 (0.15 mmol) n-Hexane/r.t. 120 —
3 25 NaBH4 (0.15 mmol) Toluene/r.t. 80 —
4 25 NaBH4 (0.15 mmol) CH2Cl2/r.t. 80 —
5 25 NaBH4 (0.15 mmol) EtOAc/r.t. 85 40
6 25 NaBH4 (0.15 mmol) H2O/r.t. 5 97
7 25 NaBH4 (0.15 mmol) EtOH/r.t. 15 77
8 — NaBH4 (0.15 mmol) H2O/r.t. 100 —
9 25 NaBH4 (0.1 mmol) H2O/r.t. 10 97
10 25 NaBH4 (0.08 mmol) H2O/r.t. 30 85
11 25 NaBH4 (0.06 mmol) H2O/r.t. 45 79
12 25 NaBH4 (0.05 mmol) H2O/r.t. 45 68
13 25 — H2O/r.t. 100 —
14 20 NaBH4 (0.15 mmol) H2O/r.t. 45 89
15 30 NaBH4 (0.15 mmol) H2O/r.t. 120 35
16 CoFe2O4 (25) NaBH4 (0.15 mmol) H2O/r.t. 80 25
17 CoFe2O4@HPECG/Pr-SO3H (25) NaBH4 (0.15 mmol) H2O/r.t. 60 30
18 HPECG (25) NaBH4 (0.15 mmol) H2O/r.t. 120 —
19 CuCl2$2H2O (25) NaBH4 (0.15 mmol) H2O/r.t. 65 33

a Isolated yield.
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and C]C groups in the pectin molecule are observed in the
1000–1265 cm−1 region (Fig. 5a). The hydrolysis of ester groups
into acidic groups results in the disappearance of the peak at
1745 cm−1 (Fig. 5b).42 Also, a shi of the carbonyl groups to
lower frequencies is observed, which is attributed to a strong
interaction between calcium ions and pectin molecules for the
formation of a hydrogel.

The peaks at 448 cm−1 and 534 cm−1 represent the stretch-
ing vibrations of Fe–O bonds in the tetrahedral and octahedral
sites of CoFe2O4, respectively (Fig. 5c).

Additionally, new broad bonds are observed at 1049, 1256,
2655, and 2924 cm−1. These can be attributed to MPTMS groups
attached to the surface of CoFe2O4@HPECG (Fig. 5d).

3.1.6. Thermal gravimetric analysis. The stability of the
synthesized nanocatalyst CoFe2O4@HPECG/Pr-SO3H$Cu(II) was
measured by TGA and DTG in the temperature range of 25–850 °
C. In the TGA curve (Fig. 6), the nanocatalyst CoFe2O4@HPECG/
Pr-SO3H$Cu(II) shows its rst weight loss around 46.4%, which
corresponds to the loss of solvent molecules adsorbed on the
pectin substrate. The next weight loss, around 7%, is related to
the decomposition of organic groups on the CoFe2O4@HPECG/
Pr-SO3H substrate. Although the bonding of organic groups
reduces its thermal stability, the nanocatalyst remains stable up
to 220 °C. Molecular decomposition of this catalyst begins at
220 °C, making it a suitable catalyst for reduction reactions that
occur at lower temperatures.
© 2025 The Author(s). Published by the Royal Society of Chemistry
3.1.7. N2 adsorption–desorption isotherms studies. The
surface area and pore size of the particles were analyzed using
BET adsorption isotherm and Barrett–Joyner–Halenda (BJH)
techniques.

The N2 sorption isotherm of the CoFe2O4@HPECG/Pr-SO3-
H$Cu(II) catalyst is presented in Fig. 7. The sample demonstrate
isotherm type IV with a type H3 hysteresis loop according to the
IUPAC classication of adsorption isotherms. As indicated by
the BET analysis of this catalyst, it shows an effective surface
area of 60.32 m2 g−1, which is reduced compared to the surface
area of pectin 43. Additionally, calculations based on the BJH
plot from the nitrogen adsorption–desorption branch showed
that the pore volume and pore size for the CoFe2O4@HPECG/Pr-
SO3H$Cu(II) catalyst is 0.18 cm3 g−1 and 11.67 nm, respectively.
The agglomeration of nanoparticles may be the reason of
decline in the surface area, also the decrease in pore volume
and pore size is due to the fact that the HPECG/Pr-SO3H and Cu
are loaded onto the CoFe2O4 surface.
3.2. Catalytic activity

Aromatic amines play a crucial role as key intermediates in the
synthesis of dyes, antioxidants, pharmaceuticals, and photo-
graphic materials. One of the most common and effective
methods for preparing amines is the reduction of nitroarenes.
Extensive research has been conducted on the process of
RSC Adv., 2025, 15, 1358–1374 | 1365
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Table 2 Reduction of nitro compounds with NaBH4 in the presence of CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocatalyst

Entry Nitro compound Product Time (min) Yielda (%) m.p. (°C)

1 5 97 Oil

2 5 95 141

3 9 93 190

4 8 90 105

5 13 91 Oil

6 8 94 Oil

7 7 92 Oil

8 10 91 181

1366 | RSC Adv., 2025, 15, 1358–1374 © 2025 The Author(s). Published by the Royal Society of Chemistry
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Table 2 (Contd. )

Entry Nitro compound Product Time (min) Yielda (%) m.p. (°C)

9 15 93 105

a Isolated yields.
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reducing nitroarenes to aromatic amines, and a fundamental
problem observed in most employed methods is the lack of
appropriate selectivity among the reduction products. Sodium
borohydride is one of the most commonly used reducing agents
for nitro compounds, typically used in the presence of a metal
catalyst.

In the rst stage of the catalytic activity of CoFe2O4@HPECG/
Pr-SO3H$Cu(II) in the reaction of nitroarenes to amines, the
effect of various amounts of sodium borohydride, different
Scheme 2 A plausible reaction mechanism for reduction of nitrobenzen

© 2025 The Author(s). Published by the Royal Society of Chemistry
temperatures, and different solvents were studied. The results
of this study are presented in Table 1.

The best result is in the reduction of nitroarenes to amines
using the CoFe2O4@HPECG/Pr-SO3H$Cu(II) catalyst was ach-
ieved with 0.15 mmol of sodium borohydride in water as the
solvent, leading to a high-efficiency reaction in the shortest
time. This nding was conrmed using TLC. The reaction of
nitroarenes with various amounts of sodium borohydride was
studied. It was observed that in the absence of sodium
e.

RSC Adv., 2025, 15, 1358–1374 | 1367
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Table 3 Optimization experiments for synthesis of 1H-tetrazole using CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocatalyst
a

Entry Solvent Catalyst (mg) Temperature (°C) Time (min) Yieldb (%)

1 DMF 40 100 60 87
2 EtOH 40 80 43 82
3 Toluene 40 100 115 76
4 DMSO 40 100 95 85
5 H2O 40 80 15 95
6 H2O 40 60 25 92
7 H2O 40 40 50 61
8 H2O 40 70 20 98
9 H2O 50 70 15 75
10 H2O 20 70 45 62
11 H2O — 70 100 —
12 H2O 40 Room temperature 120 40
13 H2O CoFe2O4 (40) 70 70 20
14 H2O CoFe2O4@HPECG/Pr-SO3H (40) 70 80 35
15 H2O HPECG (40) 70 100 —
16 H2O CuCl2$2H2O (40) 70 60 40

a Reaction conditions: NaN3 (1.2 mmol), Nitrile (1 mmol), CoFe2O4@HPECG/Pr-SO3H$Cu(II) (40 mg), and solvent (3 mL). b Isolated yield.
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borohydride, the reaction did not progress, but with an increase
in the amount of sodium borohydride, a signicant and effi-
cient result was achieved in a shorter time.

To assess the catalytic effect, the reaction was conducted in
the absence of the catalyst in water solvent with 0.1 mmol of
sodium borohydride. Aer 100 min, the reaction yielded no
signicant result. The ndings indicate that the reaction
proceeds with higher efficiency and speed in polar solvents
compared to non-polar solvents. Water was chosen as the
suitable solvent for this reaction, suggesting that water plays
a crucial role not only as a solvent but also as a promoter in this
reaction.

The reaction was carried out with CoFe2O4, CoFe2O4@-
HPECG/Pr-SO3H and HPECG as a catalyst, but it did not result
in any progress even aer an extended period. Additionally,
when the CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocatalyst was
replaced with CuCl2$2H2O, the resulted product was produced
in a lower yield (33%).

Aer optimizing the reaction conditions, various nitroarenes
were examined in this method to expand its scope. In the
presence of the CoFe2O4@HPECG/Pr-SO3H$Cu(II) catalyst, the
corresponding derivatives were synthesized with high yields (as
shown in Table 2).

In this method, various types of nitroarenes with electron-
donating and electron-withdrawing groups were efficiently
and rapidly converted into their corresponding aromatic
amines. The results indicate that electron-donating substitu-
ents, compared to electron-withdrawing ones, require more
time for the reduction to the respective amines.
1368 | RSC Adv., 2025, 15, 1358–1374
A plausible mechanism for the catalytic activity of nano
CoFe2O4@HPECG/Pr-SO3H$Cu(II) is depicted in Scheme 2. As
can be seen, the magnetic CoFe2O4 nanoparticles are deposited
on the surface of the pectin hydrogel, allowing for easy sepa-
ration of the magnetic nanoparticles within the pectin matrix.
On the other hand, Cu(II) ions bind with the sulfonic acid
groups in the nanocomposite, creating active sites in the
CoFe2O4@HPECG/Pr-SO3H nanocomposite via Cu(II) for the
reaction to proceed. The nanocatalyst facilitates the reduction
of nitro groups, involving four distinct steps in the nitro
reduction process. Initially, hydrogen absorption takes place,
followed by adsorption on the metal surfaces. In the third stage,
there is an electron transfer through metal surfaces from BH4

−

to aromatic nitro compounds. Subsequently, aromatic amino
compounds desorb from the catalyst surface. During this
process, B–H bond cleavage occurs on the surface of CoFe2-
O4@HPECG/Pr-SO3H$Cu(II) nanocatalyst.

The activity of CoFe2O4@HPECG/Pr-SO3H$Cu(II) nano-
catalyst in the synthesis of tetrazoles was also investigated. It
should be noted that the reaction between sodium azide (1.2
mmol) and benzene nitrile (1 mmol) using CoFe2O4@HPECG/
Pr-SO3H$Cu(II) was selected as a sample reaction.

To optimize the reaction conditions, the inuence of catalyst
amount, temperature, and solvent on the sample's reaction was
examined. As can be seen in Table 3, the effect of the different
solvents such as EtOH, H2O, DMSO, Toluene, DMF was studied.
The use of a protic polar solvent will raise the reaction rate and
it was discovered that H2O serves as an appropriate solvent for
this reaction (Table 3, entries 1–5). To determine the optimal
reaction temperature, this procedure was examined at various
© 2025 The Author(s). Published by the Royal Society of Chemistry
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Table 4 Synthesis of 5-substituted 1H-tetrazoles derivatives in the presence of CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocatalyst

Entry Substrate Product Time (min) Yielda (%) m.p. (°C)

1 22 h 65 149–152 (ref. 36)

2 22 h 75 218–220 (ref. 36)

3 33 55 123–126 (ref. 36)

4 22 52 179–180 (ref. 36)

5 22 56 132–134 (ref. 36)

6 25 68 182–185

7 24 h 75 233–235

8 20 58 263–266 (ref. 36)

9 25 80 261–264 (ref. 36)

10 20 98 214–216 (ref. 36)

a Isolated yields.

© 2025 The Author(s). Published by the Royal Society of Chemistry RSC Adv., 2025, 15, 1358–1374 | 1369
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Scheme 3 A plausible reaction mechanism for synthesis of tetrazole.

Table 5 Comparison of catalytic activity of CoFe2O4@HPECG/Pr-SO3H$Cu(II) for the reduction of nitroarenes with the some recently reported
procedures

Entry Catalyst (mg) Time (min) Reaction conditions Yielda (%) Ref.

1 CoFe2O4@HPECG/Pr-SO3H$Cu(II) (25) 5 NaBH4, H2O, r.t. 97 This work
2 Fe2O3/Ag (1) 30 NaBH4, H2O, 100 °C 99 44
3 Zinc phthalocyanine PEG-400 (1) 8 NaBH4, EtOH, 100 °C 99 42
4 g-Fe2O3@HAp-CD$Ag (5) 30 NaBH4, H2O, 80 °C 98 45
5 Fe–Cu@MCC (3) 8 NaBH4, H2O, 70 °C 93 46

a Isolated yield of product.

Table 6 Comparison of catalytic activity of CoFe2O4@HPECG/Pr-SO3H$Cu(II) for the synthesis of 1H-tetrazole with the some recently reported
procedures

Entry Catalyst (mg) Time (min) Reaction conditions Yielda (%) Ref.

1 CoFe2O4@HPECG/Pr-SO3H$Cu(II) (40) 20 H2O, 70 °C 98 This work
2 CuO-NrGO (10 mg) 300 DMF, 140 °C 91 47
3 CS@Tet-IL-Cu(II) (50 mg) 20 DMF, 120 °C 83 48
4 CoFe2O4/Ser/Cu (100 mg) 4 EtOH/H2O, 75 °C 65 49
5 BNPs@Cur-Ni (40 mg) 75 PEG, 120 °C 97 50

a Isolated yield.
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temperatures, and 70 °C being the most effective (Table 3,
entries 5–8). Also, it was observed that the reaction at the room
temperature produced the highest time and the lowest yield
(Table 3, entry 12). Furthermore, the reaction's output was
1370 | RSC Adv., 2025, 15, 1358–1374
maintained at temperatures exceeding 70 °C (Table 3, entry 5).
Then, the effect of the catalyst amount on the reaction yield was
investigated. The results displayed that the use of 40 mg of
CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocatalyst is sufficient to
© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 8 Recyclability of CoFe2O4@HPECG/Pr-SO3H$Cu(II) in the synthesis of aniline and 5-phenyl-1H-tetrazole.

Scheme 4 Large-scale synthesis of aniline.

Scheme 5 Large-scale synthesis of 5-phenyl-1H-tetrazole.

Fig. 9 Large-scale recycling experiments for model reactions.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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complete the reaction in 20 min (Table 3, entries 8–10). Mean-
while, the reaction did not proceed at all without the catalyst,
even aer 100 min (Table 3, entry 11). This result conrms that
optimum conditions in the synthesis of tetrazoles as a sole
product in high yield was in the presence of H2O solvent at 70 °C
in the 40 mg of CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocatalyst.
Also shows that the catalytic activity of CoFe2O4, CoFe2O4@-
HPECG/Pr-SO3H and HPECG for the synthesis of 1H-tetrazole
was not note-worthy, even aer a long period, there was not
result (Table 3, entries 13–15). Furthermore, the product was
produced in low yield in the presence of CuCl2$2H2O (Table 3,
entry 16).

Aer obtaining the appropriate optimal conditions, several
tetrazole derivatives were synthesized in the presence of the
CoFe2O4@HPECG/Pr-SO3H$Cu(II) (Table 4). The products were
obtained with short reaction time and high efficiency.

A suggested mechanism for examining the catalytic reaction
is illustrated in Scheme 3. In this mechanism, the Lewis acidic
copper serves as the active site for coordinating the nitrile
molecule. The [3 + 2] cycloaddition nanocatalyzed tetrazole
synthesis was initiated with interaction of nitrile group with
Cu2+ of nanocatalyst and forms an intermediate which
RSC Adv., 2025, 15, 1358–1374 | 1371
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accelerates [3 + 2] cycloaddition step. Certainly, nanocatalyst
activates nitrile groups via coordination to nitrogen and/or
triple bond which enhances electrophilic character of cyanide
group (intermediate 1). Thereaer, sodium azide reacts with
this complex and produces second intermediate (2). Finally, 1,3-
H-shi produce tetrazole product with acidic work up.

3.3. Comparison of the catalyst

The comparison of the CoFe2O4@HPECG/Pr-SO3H$Cu(II)
nanocatalyst with other reported catalysts for the reduction of
nitroarenes to amines (Table 5, entries 1–5), and synthesis of
1H-tetrazoles (Table 6, entries 1–5) is presented. Recently, the
use of Ag nanoparticles deposition on magnetic a-Fe2O3 nano-
crystals surface by the reduction of AgNO3 with NaBH4 (Table 5,
entry 2), zinc phthalocyanine with PEG-400 (Table 5, entry 3), Ag
nanoparticles incorporated b-cyclodextrin conjugated magnetic
hydroxyapatite (Table 5, entry 4), immobilization of bimetallic
Fe–Cu on microcrystalline cellulose (Table 5, entry 5) as catalyst
have been reported for reduction of nitroarenes to amines.
These procedures require high-temperature, longer reaction
times, with high amounts of catalyst.

In addition, the use of copper oxide nitrogen-doped reduced
graphene oxide (CuO-NrGO) nanoparticles (Table 6, entry 2), 1-
phenyl-1H-tetrazole-5-thiol ionic liquid Cu(II) complex has been
supported on chitosan using (3-chloropropyl)trimethoxysilane
(Table 6, entry 3), Copper catalysts supported on CoFe2O4 and
MCM-41 with serine ligands (Table 6, entry 4), the extracted
curcumin for surface modication boehmite nanoparticles
(BNPs) to anchor nickel ions (Table 6, entry 5) as catalyst have
been reported for synthesis of 1H-tetrazoles. These procedures
require toxic solvents, higher reaction times, lower product
yields and high amounts of catalyst.

As can be seen, this catalyst CoFe2O4@HPECG/Pr-SO3-
H$Cu(II) has attractive features such as suitable reaction times,
high yields, and green solvent.

3.4. Reusability test of magnetic catalyst

Reusability is one of themost important properties of the applied
nanomagnetic catalysts was also checked in the one-pot conver-
sion of nitrile to tetrazole with benzonitrile (1 mmol), catalyst (40
mg), NaN3 (1.2 mmol), and reduction of nitroarenes to amines
with nitrobenzene (1 mmol), sodium borohydride (0.15 mmol),
catalyst (25 mg) in an aqueous medium. Aer completion of the
reaction, CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocomposite was
separatedmagnetically from the reactionmixture and used in the
next cycles under optimum conditions. It can be seen in Fig. 8,
a slight decrease in the activity of the catalyst was seen aer
utilizing nine cycles that exhibited good stability of CoFe2O4@-
HPECG/Pr-SO3H$Cu(II) nanocomposite under the reaction
conditions. The yield of the transformations diminished in nine
runs, whereas the selectivity of the catalyst remains constant.

3.5. Large-scale synthesis and recycling experiments for
model reaction

To showcase the practical application of the tetrazole reaction
and nitrobenzene reduction, both the large-scale synthesis
1372 | RSC Adv., 2025, 15, 1358–1374
and the catalyst recycling experiment were performed. As
shown in Scheme 4 for synthesis of aniline, a large-scale
reaction was performed with nitrobenzene (10.0 mmol),
NaBH4 (1.5 mmol), CoFe2O4@HPECG/Pr-SO3H$Cu(II) (250
mg), in H2O (40 mL). The aniline was formed with minimal
loss of yield (90%). In addition, a large-scale experiment for
the synthesis of tetrazole was performed with NaN3 (12 mmol),
benzonitrile (10 mmol), CoFe2O4@HPECG/Pr-SO3H$Cu(II)
(400 mg), and H2O (30 mL), the 5-phenyl-1H-tetrazole was
formed with minimal loss of yield (93%) (Scheme 5). As
anticipated, that the methodology is an economic and prac-
tical process for the preparation of various aniline and tetra-
zole products.

Aer completion of the reaction, the catalyst was separated
from the reaction mixture by a magnet, washing and drying,
then reused for the next catalytic cycle. As shown in Fig. 9, the
catalyst can be reused at least 4 times with essentially no
signicant loss of reactivity.
4. Conclusions

In this research we successfully reported a green protocol for
the in situ creation of ultrane Cu(II) metal immobilized on the
surface of HPEC, modied by a CoFe2O4/Pr-SO3H magnetic
nanocomposite. Then the heterogeneous catalyst's structure
and composition were thoroughly analyzed using various
techniques such as FT-IR, FE-SEM, VSM, ICP-OES, TGA, XRD,
BET, EDX, and X-ray mapping. The catalytic performance of
the CoFe2O4@HPECG/Pr-SO3H$Cu(II) nanocomposite was
explored in the synthesis of 5-substituted 1H-tetrazoles and
reduction of a variety of nitro compounds under
environmentally-friendly conditions. The catalyst CoFe2O4@-
HPECG/Pr-SO3H$Cu(II), could be retrieved with a magnet from
the mixture and be used 9 times without losing its effective-
ness. Based on the results obtained, several key advantages of
the current method can be highlighted, which can contribute
to the existing methods in the literature. These include: (1) the
use of a green solvent for the reaction, which aligns with
environmentally friendly practices; (2) the ability to reuse the
catalyst, offering both economic and environmental benets;
(3) easy separation of the catalyst and products, which
simplies the process and reduces the effort involved in
purication; and (4) efficient reaction yield and timing,
ensuring that the process is both effective and practical for
various applications. These attributes collectively enhance the
method's value and applicability in the eld of chemical
synthesis.
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