Open Access Article. Published on 15 July 2024. Downloaded on 12/4/2025 1:55:16 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

W) Check for updates ‘

Cite this: RSC Adv., 2024, 14, 22403

ROYAL SOCIETY
OF CHEMISTRY

(3

Shape-controlled synthesis of micro-/nanosized
Cu particles with spherical and polyhedral shapes

using the polyol processT

Nguyen Thi Nhat Hang,

Received 17th May 2024
Accepted 28th June 2024

@ Yong Yang,
Ho Van Cuu® and Nguyen Viet Long

® Le Hong Phuc,© Nguyen Huu Tri, (¢

*d

This study reports the synthesis of Cu micro-/nanosized particles through the polyol process. Cu particles

DOI: 10.1039/d4ra03643c

rsc.li/rsc-advances

Introduction

In recent years, Cu-based metals, alloys, oxides and compounds
with micro-/nanosized structures for catalysis, such as Cu, PtCu,
CuO, Cu,O, CuS, and CuFe,0,, have been reported.™ Polyol
processes have great advantages for synthesis using glycols,
typically ethylene glycol (EG). However, the key issues of size,
shape and composition limit their potential applications.> Cu
nanoparticles are also synthesized via chemical methods.? In
this view, the synthesis of Au and Ag nanocrystals with cubic
and spherical shapes via polyol processes is of very special
concern.* It is certain that the role of Br ions has led to the
formation of cubic shapes of Ag nanoparticles.® Here, Cu
nanograins show CO, electroreduction.® There are many works
involved in the synthesis of Cu nanoparticles.”" In an inter-
esting work, Cu nanocubes were synthesized through a one-pot
solution process using EG as a good solvent.”* Additionally, Cu
electrocatalysts of interest can convert CO, into C,, prod-
ucts.”® Cu and Cu@Cu-Ni nanocubes and nanowires were
prepared in hydrophobic solution in the presence of Ni and Cl
ions," the controlled Cu nanocubes and Cu nano-octahedra,”*
cubic Cu catalysts,*® and Cu nanocubes,’® as well as the
formation of large Cu oxide cubes.'*® The cubic shapes of Cu or
CuPd obtained through the polyol processes were needed for
CO, reduction.’?* The tailored Pt-Cu nanoparticles were used
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were synthesized by reducing copper(i) chloride in ethylene glycol (EG), polyvinylpyrrolidone (PVP), and
potassium bromide (KBr) at low temperatures with or without the use of sodium borohydride (NaBH,).

for the electrocatalysis of hydrogen evolution reactions.”?>* The
new roles of cubic and spherical shapes were significantly
addressed in the synthesis and self-organization of Cu
particles.>*® In another research study, Cu nanocrystals with
high crystallization and stability were also formed in an
aqueous solution with glucose as a reducing agent and hex-
adecylamine as a capping agent.”” Additionally, researchers also
focused on the high porosity of Cu particles.”®*

In this research study, we made our best efforts to synthesize
Cu particles in the ranges of nm and pum. The cubic and
spherical shapes were controlled and obtained through the
polyol processes.

Materials and methods

In our research, we used 10 mL EG, 1 mL of the & ratio of CuCl,
(0.0625 M), 2 mL of PVP (0.375 M) (k = [PVP]/[Cu*>']; k = 6), and
2 mL NaBH, (0.0625 M) for the synthesis of Cu particles in the
nanometer range (Sample 1). The mixture was stirred at 160 °C
for 3 h in a three-neck flask. We used 10 mL EG, 5 mL of the &
ratio of PVP and CuCl, (k = [PVP)/[Cu®"]; k = 2), and 1.5 mL
NaOH 0.02 M for the synthesis of Cu particles in the nano-/
micrometer range (Sample 2). The mixture was stirred at 150 °
C for 3 h in a three-neck flask. We used 10 mL EG, 5 mL of the k
ratio of CuCl, and PVP (k = [PVP)/[Cu®"]; k = 2), 1.5 mL NaOH
(0.02 M), and 0.5 mL KBr (2 mM) (Sample 3). The mixture was
stirred at 150 °C for 3 h in the three-neck flask. We used UV-vis
(Lamda spectrometer, 950 Model; EMC-NANO-UV Spectropho-
tometer), XRD (Rigaku D/max 2550V; Panalytical X’PERT PRO,
The Netherlands), SEM (S-4800), and TEM measurements (JEM-
2100F) for the characterization of the as-prepared micro/
nanosized Cu nanoparticles by the polyol process.

Results and discussion

Fig. 1 shows that the size of the as-prepared Cu nanoparticles
was confirmed in the nanosized range, especially for most Cu
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Fig. 1 (a) TEM image of nanosized Cu particles with a size less than
100 nm, (b) UV-vis measurement and (c) XRD. See more: ESIf (Sample
1).

nanoparticles with a size less than 100 nm and surface plas-
monic band (SPR) at about 600 nm (Sample 1). Fig. 1 also shows
the XRD results of the crystal structure of Cu nanoparticles of
the face-centered cubic (fcc) lattice showing that the peaks at
different angles characterize the structural aspects of Cu
nanoparticles with high crystallization, corresponding to the
fine crystal planes at (111), (200), (220), and (311). The crystal
parameters of Cu nanoparticles were found in good accordance
with the pattern of Cu (PDF#04-0836) with the intensity of the
strongest (111) crystal plane. In this process, CuCl, (for the
formation of Cu particles) and EG (both solvent and weak
reducing agent) were used with PVP (protective agent) and
NaBH, (modifying or strong reducing agent). The formation of
Cu nanoparticles was determined by a typical equation (2Cu" +
BH, +2H,0 + 2nPVP — 2Cu(PVP), + 2H, + 4H" + BO,"). Fig. 2,
i.e. XRD and UV data, shows the same result of XRD as Fig. 1
(see more ESIT) but a very different result of SPR. The band of
SPR (Fig. 2b) was largely extended in comparison with that of
SPR (Fig. 1b). The XRD data of (hkl) of Fig. 1a was relatively
similar to Fig. 2a in the standard pattern of Cu (PDF#04-0836 or
85-1326).

The collective vibrations of charge clouds (the negative and
positive charge clouds of the surfaces of the very small esti-
mated spherical Cu particles in the micro/nanosized range are
very different from those of the estimated large cubic and
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Fig.2 (a) XRD spectrum of the micro-/nanosized Cu particles (Sample
2) and (b) UV-vis measurement. See more: ESI.}

22404 | RSC Adv, 2024, 14, 22403-22407

View Article Online

Paper

spherical Cu particles in the micro/nanosized range). It is
certain that the addition of NaOH also resulted in a very good
reduction of CuCl, salt in the EG solvent. XRD data analysis
demonstrated that Cu particles are produced during this
reduction process. It is obvious that the obtained UV-vis spec-
trum shows the 600 nm peak of Cu nanoparticles (Fig. 1a),
however, the plasmon band is much wider due to the size of the
particle being too large with cubic and spherical shapes, or
rectangular-type shapes or polyhedral shapes of large Cu
particles (Fig. 2b). On the other hand, an additional peak of
500 nm appears, most of the produced particles may be of
spherical shapes but have many absorption surfaces.

A small amount of KBr was added (K', Br~ ions) that lead to
the formation of Cu particles in the form of cubes (assembly),
spheres (assembly), and large clusters of the assembled nano-
particles by SEM (S-4800).

Here, it is known that collisions between two particles,
multiple particles, and their combinations are the most
common phenomena that create new, larger particles. There is
a new phenomenon where the collision of metal particles (nano
or micro size) creates a new particle according to the soft
collision mechanism from two particles or a formation of a new
large cluster from many very small particles. The final shape
and size were proposed according to the mechanism of keeping
the shape of the two particles stuck together or creating a new
type of particle after recrystallization as shown in Fig. 3. We also
understand that the collision processes of the two particles or
many particles need to be investigated in the detail. The
common collision processes of nano/microparticles can be
clearly observed in their SEM images. Because of the fast
movement between them, specific interactions between two
particles occur. The strongest interactions between the particles
can be seen in Fig. 3 because of the fast movement and very
large interaction forces between them. This is not self-assembly
of the nanoparticles. Thus, the strong interactions of the
particles due to the motion may be elastic and inelastic colli-
sions. In the case of inelastic collisions, the particles can be
randomly combined. This leads to the formation of new bigger
particles if they are inelastic collisions. The particles can be
cracked and broken into smaller particles if there are partly
inelastic collisions. The forms of elastic and inelastic collisions
of large particles can also lead to the formation of small pieces
or smaller particles (Fig. 4 and 5). The deformations of surfaces
of particles can be observed in our evidence of SEM images of
large particles in the um range. In the controlled synthesis of
metal and oxide-based particles or nanoparticles, collision
phenomena were significantly ignored. However, we think that
collision phenomena are very important during the first stages
of nucleation, growth, and the formation of very tiny nano-
particles. From our results and data, we also predict that colli-
sion phenomena are very crucial to controlling the size and the
shape of the prepared particles by chemical and physical
methods. The most interesting phenomena of nucleation,
collision, attachment, growth, and formation can occur very
quickly, which are the main causes of the formation of nano or
microsystems under suitable experimental conditions and
control processes according to the experiences of researchers.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig.3 SEM image of the micro-/nanosized Cu particles. Scale bars: (a)
20 um (Sample 2). (b) 10 pm (Sample 3). (c) 5 um and (d) 3 um (Sample
2). The size and shape are appropriately evaluated. See more: ESLt

In the ethanol solution, most large particles formed have their
various velocities during mixing by an ultra-sonication source
for several minutes or more time, even by heat sources. The
high stability and durability of particles were proven in our
experiment. Therefore, the various elastic and inelastic colli-
sions can occur in various directions by mixing and heating. As
aresult, we can see the large clusters of particles after collisions.
Most of the large particles could also retain size, shape, and
morphology after all the experimental processes, such as
synthesis and centrifugation. They can be influenced by colli-
sion and heat processes in solutions or the environment of
measurements, i.e. SEM. The deep knowledge of collision
mechanisms, growth, and formation of many large nano-
particles between two particles, three particles, and a large
amount of many particles in a system has been not

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig.4 Models: (a)

transparently understood in comparison with the case of the
above collisions between two particles (Fig. 4 and 5).
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The interesting elastic recoveries of the particles of struc-
tures, shapes, and morphologies are very good after collisions
due to the elastic and inelastic phenomena (Fig. 5). It is sug-
gested that large particles were formed by various collisions
with or without self-assembly. In a work of crystal structure and
composition, the pure crystal structures of the as-prepared Cu
nanoparticles have shown peaks at about 932.7 and 952.5 eV by
XPS corresponding to Cu2pz, and Cu2pi,, respectively.*
Researchers have also used anion exchange reactions or polyol-
based reactions for the formation of Cu,O and CuS in the
controlled synthesis.*"*>

Conclusions

In this research, we confirm that the motion mechanism and
collision of the as-prepared nanoparticles in the environment,
i.e. solution, solvent, air, and gas are clearly considered
important factors, leading to the collision processes such as
elastic and/or inelastic collisions under strong mixing condi-
tions allowing the final formation of large crystals. In special
cases, most collisions between nanoparticles need to be effec-
tively controlled in the elastic forms in certain experimental
conditions for controlled nano, micro, or micro-nanosystems.
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These are the main causes why the same process can lead to
different results producing nanoparticles of various sizes and
shapes in a small change of experimental steps, such as time,
mixing rate, temperature, and other related factors. The polyol
processes for the synthesis of micro/nanosized materials can
meet the demands and challenges that remain to possibly
control the defined sizes of particles in the defined ranges of nm
and pm, their shapes in the sharp polyhedral or spherical
forms, their micro/nanosized structures, and their composi-
tions in synthesis and preparation processes.
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