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Controlled synthesis of copper oxide nanoparticles
(CuONPs) by the precipitation method and
proposition of their growth mechanism

Fadoua Sallem, *a Corinne chanéac, b Mickael Wagner, a Nicolas Rataj,a

Eloise Annabi,a Alain Castillo,a Ludovic Menjota and Astrid Avellan a

This study presents an investigation into the surfactant-free synthesis of copper oxide nanoparticles

(CuONPs) via a precipitation method, focusing on how various experimental parameters influence nano-

particle characteristics. By varying key parameters, such as precursor type and concentration, pH, and

reaction temperature, the work reveals their impact on nanoparticle size, morphology, and crystallinity.

The results highlight that the precursor’s counter-ion and Cu/OH ratio play key roles in directing the par-

ticle shape, while an increased copper concentration favored rod-like structures through an oriented

attachment phenomenon. A temperature-dependent phase transition was observed for the first time,

illustrating a metastable flake-like intermediate that transforms into spherical nanoparticles at high temp-

eratures. This study proposes a detailed growth mechanism, identifying two temperature-dependent

pathways, slow CuO condensation at low temperatures and competing oxolation/olation reactions at high

temperatures. Overall, this work establishes a reproducible framework for tailoring the morphology of

CuONPs under mild conditions.

Introduction

Copper oxide (CuO) is a transition metal oxide that exhibits
interesting physical–chemical properties, including a narrow
bandgap of 1.2 eV, superthermal conductivity, high stability,
and antimicrobial activity.1 Copper oxide nanoparticles
(CuONPs) with their small size and large surface area have
attracted attention and find widespread use in electronic,2

health,3,4 water treatment,5 textiles,6 environment,7 and food
and agricultural processing applications.8,9 Good control over
the synthesis of CuONPs is needed to tune their properties
and applications.

Various strategies and methods for synthesizing CuO nano-
structures have been studied, each offering distinct control
over the morphology, size, and properties of the resulting
material. Common synthesis techniques include hydro-
thermal, sol–gel, electrochemical deposition, sonochemical,
precipitation, and microwave methods.10 Hydrothermal
methods allow for precise control over particle size and shape
by varying the temperature, precursor concentration, and reac-
tion time, leading to CuO nanostructures ranging from nano-

needles to nanosheets and nanowires.11–13 Sol–gel processes,
on the other hand, utilize organic and inorganic precursors to
form CuO with tailored surface characteristics. However, a cal-
cination step is required to remove the organic matter and
enhance the crystallinity of the materials.14 The precipitation
approach, or “direct solution method”, is simple and more
cost-efficient than the other synthesis protocols. It is based on
the precipitation of ionic copper into copper hydroxide and
then its condensation into copper oxide when it is mixed with
an alkaline hydroxide according to following equations:

½CuðOH2Þ6�2þ þ 2OH� ! ½CuðOHÞ2ðOH2Þ4�0 þ 2H2O ð1Þ

½CuðOHÞ2ðOH2Þ4�0 ! CuðOHÞ2ðsÞ þ 4H2O ð2Þ

CuðOHÞ2ðsÞ ! CuOðsÞ þH2O ð3Þ
The precipitation method is very simple to perform, does

not require harmful solvents or reagents, and can be carried
out under mild reaction conditions in a short period of time.
However, the synthesis of nanosized copper oxide particles
remains a challenging task where the growth mechanism is
still not well discussed in the literature. Indeed, the most
common CuO nanostructure morphologies, whose growth
mechanisms have been discussed in the literature, with
different synthesis methods, are flakes or a petal-shaped
form,15 flower-shaped particles,16 and nanoneedles.17

However, there is no study that discusses the synthesis mecha-
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nism of spherical shaped nanoparticles. Moreover, controlling
the growth mechanism of CuONPs using the precipitation
method without the use of surfactants is still not well under-
stood, despite the effort of some studies to understand the
role of some experimental parameters.18–20

There is no universal growth mechanism that can explain
the formation of all CuONP sizes and morphologies, as the
process is strongly influenced by the specific experimental con-
ditions. Although the general steps of nanoparticle synthesis
through the precipitation method are well established, the
precise influence of each experimental parameter on the reac-
tion steps—and consequently on the physicochemical pro-
perties of the resulting particles—remains poorly understood.
In solution, copper ions exist as hexahydrated complexes ([Cu
(H2O)

6]2+) that undergo hydroxylation after adding an alkaline
hydroxide (reaction (1)). The resulting hydroxylated complexes
([Cu(OH)2(H2O)4]

0) are unstable and condense via two succes-
sive reactions: olation, involving water elimination to form
hydroxo bridges and precipitation of crystallized (Cu(OH)2)
nanoparticles (reaction (2)), and then oxolation, which pro-
duces oxo bridges in situ, with water elimination leading to the
formation of the oxide phase (CuO) (reaction (3)).21 Therefore,
understanding how experimental parameters influence each
step of the growth mechanism is essential to control the size
and shape of the resulting nanoparticles.

Experimental parameters in the precipitation method such
as the type and concentration of the precursor, pH, reaction
temperature, the choice of the surfactant and the solvent used
play critical roles in determining the crystalline phase, size
and morphology of CuONPs.1 The pH of the solution, for
example, can significantly influence the morphology of CuO,
with acidic conditions favoring the formation of nanorods and
alkaline conditions promoting nanosheet growth.22 One of the
most influential parameters affecting the morphology and
crystallinity of CuONPs is the reaction temperature.19 While
the impact of temperature has been extensively investigated in
the literature for different methods of CuONP synthesis,
especially the hydrothermal synthesis,23 only a few studies
have examined its effect in the precipitation method where its
role remains insufficiently discussed.

The effect of the starting materials has not been extensively
discussed in the literature because it was considered that any
kind of soluble copper salts and alkali hydroxide compounds
could be used for the synthesis of CuONPs.1 According to the
literature, copper acetate and copper nitrate are the most com-
monly used copper precursors, while sodium hydroxide is the
most frequently employed hydroxide source.19,24,25

H. Siddiqui et al.18 investigated the effect of copper salts by
comparing copper nitrate and copper chloride as precursors.
They showed distinct nanoparticle morphologies depending
on the copper precursor used. However, their synthesis proto-
col included the surfactant hexamethylenetetramine (HMT),
which may interact with sodium hydroxide and alter the
growth mechanism. Similarly, the concentration of the reagent
is another parameter often overlooked in the literature,26

despite being a well-known key factor influencing the growth

rates of materials.27 Indeed, low precursor concentrations typi-
cally result in smaller particles with a narrow size
distribution.1

In this work, we aim to extensively investigate the effect of
all the key experimental parameters that control the synthesis
of CuONPs, such as the precursors (type and concentration),
the reaction temperature and pH. This study also aims to
understand how these parameters influence the morphology
and the final physicochemical properties of the nanoparticles.
It suggests a growth mechanism for the precipitation synthesis
of copper-based nanoparticles without the use of any surfac-
tant by investigating the intermediate synthesis steps. Indeed,
understanding these effects is crucial for establishing the
relationship between the experimental conditions and the pro-
perties of the resulting CuONPs. This also contributes to more
precise and reproducible synthetic strategies for tailoring
nanomaterials for specific applications. To do so, transmission
electron microscopy (TEM) was used for a detailed morpho-
logical study and X-ray diffraction (XRD) and specific surface
area analyses were performed for structural study.

Materials and methods
Reagents

Copper nitrate trihydrate (Cu(NO3)2·3H2O, >99%), copper
sulfate anhydrous (CuSO4, >98%), potassium hydroxide (KOH,
>85%), copper acetate monohydrate (Cu(CH3COO)2·H2O,
>98%) and sodium hydroxide (NaOH, 98.5%) were purchased
from Fisher Scientific. Ammonium hydroxide solution
(NH4OH, 28–30%) was purchased from Merck. Deionized (DI)
water was produced using a Milli-Q EQ 7008 system from
Merck. All chemicals were used as received without any
purification.

Synthesis of CuONPs using the precipitation method

Various synthesis parameters were tested (Fig. 1). A specific
concentration of blue-colored copper solution (Cu
(NO3)2·3H2O, CuSO4 or Cu(CH3COO)2·H2O (0.02, 0.04, 0.06,
0.1, 0.2, 0.5 M)) was prepared in 150 mL of deionized (DI)
water in a 250 mL three neck flask. The solution was heated at
different temperatures (T = 25, 50, 60, 70, 80, and 95 °C) under
vigorous magnetic stirring for 10 minutes and then a specific
amount of hydroxide reagent (NaOH, KOH, NH4OH) was
added into the solution to obtain a Cu : OH 1 : 2 molar ratio,
the stoichiometry required to generate the neutral precursor
(reaction (1)). Two additional Cu : OH molar ratios (1 : 4 and
1 : 6) were also studied for NaOH. Additional experiments were
performed for T = 25, 60 and 70 °C, where the mixture was
heated at boiling temperature for 15 min immediately upon
addition of the base. At the end of the reaction, all samples
were cooled down very fast using an ice bath in order to avoid
any morphological evolution due to the temperature during
the cooling process. The obtained suspension was washed
twice with deionized (DI) water using centrifugation and
finally freeze-dried for at least 48 h.
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Characterization techniques

Transmission Electron Microscopy (TEM) characterization
studies were performed using a JEOL JEM 1011 microscope
operating at 100 kV (point-to-point resolution of 0.45 nm).
High-resolution transmission electron microscopy (HRTEM)
was also used to obtain high-resolution TEM images using a
JEOL JEM 2100F microscope operating at 200 kV (point-to-
point resolution of 0.19 nm).

The samples were prepared by evaporating a drop of a
diluted suspension of CuONPs in DI water on a carbon-coated
nickel grid. About one hundred nanoparticles were counted
for statistical size calculation using ImageJ software.

X-ray powder diffraction patterns were recorded using a D8
Advanced Bruker diffractometer with CuKα radiation (λ =
1.54060 Å) over the 2θ range of 2–80° in steps of 0.0098° per
0.4 s. The data analysis was carried out using Diffrac.EVA
software.

Specific surface area measurements (SBET) were carried out
using a Quantachrome Autosorb iQ instrument. Samples were
outgassed at 100 °C for 14 h. The measurements were per-
formed at liquid nitrogen temperature using N2 as the adsorb-
ing gas. The BET method was used in the calculation of the
surface area value from the isotherm of nitrogen adsorption.

Zeta potential measurements were carried out using an
Amerigo Zetasizer (Cordouan Technologies). All samples were
analyzed after the washing step in a suspension form at a con-
centration of about 50 µg mL−1.

Results and discussion
Effect of precursor type on the morphology of copper oxide
nanoparticles (CuONPs)

To investigate the effect of the starting materials, three types
of copper salts (nitrate, acetate, and sulfate) were tested with
sodium hydroxide ([OH−] = 0.04 M) and three types of hydrox-
ide sources (ammonium, potassium and sodium) were tested
with copper nitrate ([Cu2+] = 0.02 M). The precipitation was
performed at 95 °C for all experiments. The XRD patterns in
Fig. 2 show that all samples crystallize in a monoclinic phase
with the space group C2/c of copper oxide in accordance with
the black color of solids, with the following lattice parameters:

a = 4.68530 Å, b = 3.42570 Å, and c = 5.13030 Å. The XRD peaks
were indexed with powder diffraction file no. 00-045-0937
(tenorite). The intensity ratios of the (−111) and (111) peaks of
all samples compared to those of the sample synthesized from
copper nitrate and sodium hydroxide (taken as the reference)
are shown in Table S1. It shows a high ratio for the CuONPs
synthesized from acetate (2.4- and 2.8-fold) and sulfate copper
salt (3.2- and 3.9-fold). However, a slight increase is found for
the potassium and ammonium hydroxide precursors with
intensity ratios 1.4- and 1.3-fold, and 1.7- and 1.6-fold higher,
respectively. This result suggests higher crystallinity and pre-
ferential crystal growth of the copper sulfate and acetate-based
samples compared to those obtained from copper nitrate salt
(using NaOH as the hydroxide) and those obtained from KOH
and NH4OH (using copper nitrate as the salt). The average crys-
tallite sizes were found to be 12.9 ± 3.3, 16.5 ± 5.4 and 19.1 ±
5.9 nm for the nitrate, acetate and sulfate precursors, respect-
ively (using NaOH as the hydroxide), and 12.9 ± 3.3, 15.0 ± 5.7
and 17.1 ± 4.7 nm for NaOH, KOH and NH4OH, respectively
(using the copper nitrate form), according to the Debye–
Scherrer equation18 (Table S1). This indicates a slightly smaller

Fig. 1 Illustration of the precipitation reaction of Cu2+ ions and the studied experimental parameters.

Fig. 2 XRD patterns of CuONPs synthesized with three different Cu
precursors: nitrate, acetate and sulfate and OH sources: NaOH, KOH and
NH4OH at 95 °C (λKα = 1.54060 Å).
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nanoparticle size for the nitrate-based CuONPs using NaOH as
the hydroxide. Moreover, the narrow crystallite size distri-
bution of this sample suggests an isotropic shape compared to
all other samples where the crystallite size distribution is
larger which suggests an anisotropic shape (Table S1). The
largest crystallite size is observed for copper sulfate using
NaOH as the hydroxide. However, there are comparable crystal-
lite sizes for the remaining samples. The results indicate struc-
tural differences between the samples and imply morphologi-
cal changes that the XRD data alone are insufficient to fully
elucidate.

Fig. 3 shows the TEM images of CuONPs synthesized from
three kinds of copper precursors (nitrate, acetate, and sulfate)
using sodium hydroxide as the hydrolyzing agent and three
kinds of hydroxide salts (sodium, potassium and ammonium)
using copper nitrate as the copper salt. This figure indicates
that only copper nitrate produced homogeneous quasi-spheri-
cal nanoparticles with a size of 11.8 ± 1.3 nm diameter since
the use of acetate and sulfate salts leads to heterogeneously
sized anisotropic particles, nanorods and nanoribbons with
sizes of 18.6 ± 6.7 nm (8.8 ± 2.0 nm width) and 71.9 ± 55.1 nm
(26.7 ± 9.9 nm width), respectively. Similar results were
obtained for sodium hydroxide in comparison with potassium
hydroxide and ammonia. Indeed, only NaOH leads to homoge-
nously sized quasi-spherical nanoparticles (11.8 ± 1.3 nm),
whereas KOH and NH4OH form nanoribbons with sizes of
51.6 ± 33.6 nm (9.7 ± 4.3 nm width) and 34.6 ± 13.4 nm (9.7 ±
2.7 nm width), respectively. The TEM images reveal a signifi-
cant change in the morphology of the samples depending on
both the copper salt and the hydroxide source used. While the
particles are quasi-spherical in the case of copper nitrate pre-
cipitation with NaOH, an increase in shape anisotropy is
observed for copper acetate, leading to the formation of short
nanorods (18.6 ± 6.7 nm length and 8.8 ± 2.0 nm width),

which is even more pronounced for copper sulfate that pro-
duces nanoribbons (71.9 ± 55.1 nm length and 26.7 ± 9.9 nm
width). On the other hand, the zeta potential measurements of
all samples, reported in Table S1, did not show significant
differences between the samples because the counter ions
were removed during the washing step. This does not allow
one to conclude regarding the effect of the precursor on the
surface charge of the obtained nanomaterials.

The obtained results demonstrate the importance of the
choice of the starting materials for controlling the shape of
CuONPs. A similar behavior was observed in the case of zinc
oxide nanoparticles28 and iron oxide nanoparticles.29,30

Indeed, one possible explanation of the impact of the salt pre-
cursor is that the size and morphology of the nanoparticles are
determined by a complex interplay between nucleation–growth
kinetics, thermodynamic stability, and crystallographic con-
straints. Variations in the nucleation rates and growth
dynamics influence whether particles develop isotropically or
acquire anisotropic shapes. The crystallographic structure of
the material is a critical factor, as different crystal facets
possess distinct surface energies, which in turn govern prefer-
ential growth directions. These surface energies can also be
substantially modified by the adsorption of ions or molecules
onto the particle surface.31–33 Such adsorption, originating
from the synthesis medium or introduced deliberately through
surfactants and capping agents, can selectively stabilize
specific facets, thereby altering the particle’s final morphology.
Consequently, the competition between kinetic and thermo-
dynamic factors, modulated by surface chemistry, dictates the
ultimate size, shape, and structural characteristics of the nano-
particles. Subtle adjustments in synthesis conditions may
therefore lead to pronounced variations in their physical
properties.

Such shape anisotropy has already been reported for CuO
syntheses using copper chloride and copper sulfate as precur-
sors.34 The present results suggest a relative complexing ability
of the anions toward metal oxide surfaces, which follows the
order SO4

2− > CH3COO
− > NO3

−. This hierarchy reflects the
differences in charge, polarizability, and coordination capa-
bility. The sulfate ion, being divalent and highly polarizable,
can establish strong bidentate or bridging interactions with
surface Cu2+ sites, stabilizing specific CuO facets. The acetate
ion, with its carboxylate group, forms moderate monodentate
or bidentate bonds, partially controlling crystal growth. In con-
trast, the nitrate ion interacts mainly through weak electro-
static attraction, exerting little influence on the morphology
and stability of the CuO nanoparticles.

The same trend is observed for the cations originating from
the base used during precipitation. While sodium showed no
influence on the crystallographic orientation of the CuO par-
ticles, both ammonium (NH4

+) and potassium (K+) exhibited
stronger interactions with the surface, promoting anisotropic
particle growth. Although the ammonium ion itself possesses
negligible complexing ability toward metal oxide surfaces and
mainly interacts through weak electrostatic adsorption, its con-
jugate base, ammonia (NH3), is a strong ligand capable of

Fig. 3 TEM images of CuONPs obtained from different copper salts:
nitrate, acetate and sulfate (using sodium hydroxide as the alkali hydrox-
ide source) at 0.02 M and different hydroxide precursors: NaOH, KOH
and NH4OH (using copper nitrate as the copper salt) at 0.04 M (reaction
temperature is 95 °C).
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coordinating to surface Cu2+ sites and thus affecting oxide for-
mation mechanisms. The effect is even more surprising and
unprecedented in the case of potassium, which is typically
regarded as a non-complexing cation with no direct chemical
interaction with oxide surfaces. Overall, the experimental
results suggest the following order in their ability to enhance
the anisotropy of CuO particles: Na+ < NH4

+ < K+. This para-
graph concludes that the choice of the starting material is
crucial for controlling the shape of the final nanoparticles. In
this section, five precursor combinations have been studied,
namely Cu(NO3)2/NaOH, Cu(NO3)2/KOH, Cu(NO3)2/NH4OH, Cu
(CH3COO)2/NaOH and CuSO4/NaOH, but there are so many
other precursor combinations that were not studied and could
lead to similar or different morphologies from those reported
in this manuscript.

Temperature effect on crystal phases and their shape

To investigate the temperature effect, sodium hydroxide ([OH−]
= 0.04 M) was added at different temperatures into an aqueous
solution of copper nitrate at a concentration of 0.02 M. XRD
analyses of the copper-based structures synthesized at
different temperatures, presented in Fig. 4, showed a differ-
ence in the diffraction pattern between samples. Indeed, when
adding NaOH at room temperature (25 °C), the color of the
obtained powder is blue, which suggests the copper hydroxide
phase. This was confirmed by the XRD results that showed a
mixture of copper hydroxide (Cu(OH)2), which crystallizes in
the orthorhombic phase (JCPDS card no. 01-080-0656), and
monoclinic copper hydroxynitrate (Cu2(OH)3(NO3)) (JCPDS
card no. 77-0148). For the sample synthesized at 50 °C, the
color of the solid which was initially blue turned black at the
end of the synthesis. The XRD pattern shows a mixture of two
crystal phases of copper oxide (CuO) and copper hydroxyni-
trate. The hydroxynitrate phase is comprised of copper hydrox-
ide layers in which some of the hydroxyl ions are replaced by
nitrate ions and are directly coordinated to the sheets.35 Above
50 °C (60–95 °C), there is only a copper oxide crystal phase
where the color of the solid is black. The presence of a copper
hydroxide crystal phase at a low synthesis temperature indi-
cated that the oxolation step of the condensation mechanism
of CuO did not occur at 25 °C and started at 50 °C, showing
that copper oxide is the thermodynamically stable phase at
these temperatures. Moreover, the modifications of the crystal
phase with increasing temperature could also suggest morpho-
logical changes. On the other hand, the specific surface area
measurements, shown in SI 1 (Fig. S1), show an increase as a
function of the reaction temperature, which could also suggest
a decrease in particles size and/or morphological changes, as
discussed below.

Morphological analyses of the samples synthesized at
different temperatures were performed, and the obtained TEM

Fig. 4 XRD patterns of the copper-based structures obtained at
different synthesis temperatures.

Fig. 5 TEM images of the copper (nano)-structures synthesized at different temperatures: (a) 25 °C, (b) 50 °C, (c) 60 °C, (d) 70 °C and (e) 90 °C
using copper nitrate and sodium hydroxide ([Cu2+] = 0.02 M).
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images are presented in Fig. 5. It shows temperature-depen-
dent morphologies, as observed for the crystal phase change.
Indeed, when NaOH was added at room temperature (25 °C),
“lamella”-shaped morphologies were generated, which
agglomerated according to the major axis to form “flake-
shaped” structures according to an oriented attachment (OA)
process.19,36 However, at 50 °C, the same flake-shaped mor-
phologies formed, but with an assembly of isotropic particles.
The size of these structures at both temperatures was about
300 nm (Fig. 5a and b). When NaOH was added at a high
temperature (between 60 and 90 °C), the submicron-sized
structures started to disappear and nanosized particles formed
instead. In fact, at 60 and 70 °C (Fig. 5c and d), the transition
step from submicron to nano-sized particles is clearly visible
where the flake-shaped structures begin to decompose into
small nanoparticles. This result indicates that the temperature
of NaOH addition is a crucial parameter that could drastically
change the morphology of CuONPs.

The effect of temperature was also investigated by Zhu et al.
who controlled the shape of CuONPs by changing the tempera-
ture of NaOH addition.19 They obtained rod-shaped particles
when NaOH was added at 100 and 60 °C and flake-shaped par-
ticles at 25 and 2 °C. However, this is the first time that the
transition step is observed, illustrating the rearrangement
phenomenon of CuO crystals to form nanoparticles from flake-
shaped particles. One possible explanation of the temperature
effect is that at 25 °C, there is a precipitation of the neutral
precursor [Cu(OH)2(H2O)4]

0 in the form of lamellar aquohy-
droxo complexes through olation reactions, which are the con-
struction units of the flake-shaped particles, as shown in
Fig. 6. At intermediate temperatures (50–70 °C), the hydroxide
phase becomes unstable due to the spatial proximity of
hydroxyl groups located between adjacent layers of the lamellar
structure. This instability leads to oxolation reactions between
the layers, driving the transformation of the hydroxide into the
oxide. The increase in structural compactness during the oxo-
lation reaction (increase in density from 3.37 g cm−3 for the
hydroxide to 6.31 g cm−3 for the oxide) imposes significant
internal constraints, which in turn result in fragmentation of
the lamellar shapes into spherical particles. However, at high

temperatures (above 80 °C), copper oxide particles are directly
produced, as the oxolation reaction is thermally catalyzed
(Fig. 6).

Growth mechanism

For a better understanding of the temperature effect and the
growth mechanism of CuONPs, and the intermediate steps to
form nanosized particles, NaOH was added at 25 °C, 60 °C
and 70 °C (Fig. 5a, c and d, respectively) and then the solution
was heated at the boiling point. The aim of this step is to
understand the transition mechanism from submicron flake-
shaped particles to quasi-spherical nanoparticles. The choice
of temperature (60 and 70 °C) is based on the previous section
results where the transition steps were mostly happening at
these temperatures.

The morphologies of the obtained copper structure are pre-
sented in Fig. 7. Images a1 and a2 in Fig. 7 show that heating
at 100 °C of the flake shaped-particles, initially synthesized at
25 °C and which are in the hydroxide form, kept the same
shape but increased their size to 572 ± 153 nm and trans-
formed them into more dense morphologies in the form of
copper oxide (CuO) (XRD patterns in Fig. S2). This result is
coherent with those obtained in the literature under the same
experimental conditions.19,37–39 One hypothesis of the
obtained results is that at a low temperature, the reaction kine-
tics are low, so the olation step to form copper hydroxide takes
time to occur. As the hydroxide is unstable under the heating
conditions, it transforms into an oxide by the oxolation reac-
tion between the slabs of the hydroxide lamellar structure,
increasing the compactness of materials as it was mentioned
in the previous section. This slower condensation reaction
leads to the flake shape with a bigger size and explains the
obtained morphology.

At higher temperatures (60 and 70 °C), there is a local
rearrangement of the crystal plane, leading to more and more
individualized and spherical-shaped nanoparticles with increas-
ing temperature. Indeed, images b1,2 and c1,2 in Fig. 7 show

Fig. 6 Scheme illustrating the role of olation and oxolation reactions as
a function of reaction temperature, along with the corresponding TEM
images.

Fig. 7 TEM images of CuONPs synthesized at (a1) 25 °C, (b1) 60 °C and
(c1) 70 °C and then heated at 100 °C to obtain (a2), (b2) and (c2),
respectively.
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further fragmentation of flake-shaped particles into more separ-
ated debris and fragments of nanoparticles. This phenomenon
is illustrated by the high-resolution TEM (HRTEM) images of
sample b2 in Fig. 7 shown in Fig. 8a and b, which suggest in situ
rearrangement of flake-shaped CuO through a dissolution–crys-
tallization phenomenon under the effect of the temperature.
Additional HRTEM images are shown in Fig. S3. Indeed, at a
high temperature, the reaction kinetics are high, resulting in a
competition between the olation and oxolation mechanisms that
occur at the same time, with the oxolation reaction being
favored.40 This leads to the production of nanoparticles inside
the flake-shaped structures that are still attached with weaker
bonds. These structures present some defects that facilitate the
fragmentation of flake-shaped particles under the heating effect.
In fact, heating at a higher temperature during the second step
breaks these bonds and leads to more “free” nanoparticles.

This explains the difference between images b1,c1 and b2,
c2. These results contradict the findings in the literature,
which suggest that flake-shaped copper oxide is formed
through the aggregation of Cu(OH)2 nuclei.

16,41

Precursor concentration effect

XRD analyses of the copper-based samples that were synthesized
using different copper concentrations at 95 °C with the same
Cu2+/OH− ratio (1 : 2) are presented in Fig. 9. It shows two crystal
phases: one is copper oxide (CuO) for the samples that are syn-
thesized at copper concentrations between 0.02 M and 0.1 M
and the other is copper hydroxynitrate (Cu2(OH)3(NO3)) for con-
centrations of 0.2 M and 0.5 M. The increase in the precursor
concentration increased the growth rate of the nanoparticles.
The presence of a copper hydroxynitrate phase at concentrations
of 0.2 M and 0.5 M suggests that the oxolation step was not com-
pleted under these experiment conditions, which may be
because of agglomeration of the nanoparticles that limited the
access to hydroxyl groups at high ionic strengths.1

TEM images of the CuONP samples synthesized at different
copper salt concentrations, presented in Fig. 10, showed a
nanoparticle morphology that was concentration-dependent.
Indeed, between 0.02 M and 0.1 M, the morphology of CuONPs
is quasi-spherical, with a size in the range of 10–13 nm (nano-
particle sizes measured by TEM are mentioned in Fig. 10).

However, at 0.2 M, the morphology of the copper-based nano-
particles became less defined and more agglomerated and the
nanoparticle size increased to about 28 nm. The agglomeration
of the nanoparticles could be due to the increase of the ionic
strength in the medium at this concentration. At a copper con-
centration of 0.5 M, nanorods were obtained with an average
size of 142.8 ± 62.6 nm (14.3 ± 2.3 nm width). These nanorods
were formed by an oriented attachment assembly of the nano-
particles, as shown in Fig. S4. The drastic change in the mor-
phology at a high copper concentration suggests a different
mechanism of synthesis under these experimental conditions.
Indeed, a high concentration of copper favors nucleation in a
heterogeneous system.26 It was reported in the work of Jolivet
et al. that the protonation/deprotonation rate of the surface
oxygen atoms is controlled by the acidity and ionic strength.
This process influences the electrostatic surface charge density
of the particles, resulting in a change in the surface chemical
composition.42 This change leads to a decrease in the inter-
facial tension as stated by the Gibbs law:

Δγ ¼ �
X

Γidμi ð4Þ

where Δγ is the interfacial tension and Γi is the adsorption
density (mol m−2) of species i under the chemical potential μi.

42

The change of the copper concentration modifies the surface
energy of the nanoparticles. This is the driving force for nano-
particle evolution in solution. Indeed, the nanoparticles may
undergo transformations depending on the nature of the sur-
rounding solution or any other modification of their environ-
ment.43 In fact, at a high copper concentration, the dihydroxyla-
tion and therefore the deprotonation rate decreases, which
explains the appearance of a copper hydroxynitrate phase at con-
centrations of 0.2 and 0.5 M and there will be more adsorbed
species on the crystal faces, which could orient the crystal
growth and explain the elongated morphology of the obtained
copper-based structures. Moreover, the coalescence of the nano-
particles and the oriented attachment (OA) phenomenon are

Fig. 8 HRTEM images of CuONPs synthesized at 60 °C and heated at
100 °C.

Fig. 9 XRD patterns of the samples synthesized at different copper pre-
cursor concentrations (Cu : OH ratio is 1 : 2).
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highlighted for copper concentrations of 0.2 and 0.5 M, which
suggests the crystal growth through OA as one of the known
mechanisms of nanoparticle growth in the literature.21 Li et al.44

also discussed this kind of crystal growth for iron oxide nano-
particles. In fact, they explain, using in situ HRTEM images and
videos, that the nanoparticles aggregate into clusters where they
interact in close proximity and then they become nearly aligned
through Brownian motion. So, the nanoparticles need attractive
forces as the electrostatic interactions to keep them in proximity,
explaining why the OA of copper-based nanoparticles in our
study occurs at high copper concentrations (0.2 M and 0.5 M). It
should be noted that it is well known that the increase in the
monomer concentration leads to an increase in the size of the
final nanoparticles that normally maintain the same mor-
phology according to the classical crystal growth based on
Ostwald ripening.21 Some authors consider that the OA is the
result of different mechanisms that involve adjacent nano-
particles spontaneously aligning with the same crystallographic
orientation and then fusing at a shared planar interface.45

However, for both approaches, the system tends to reduce the
total energy by reducing the surface energy. It is the first time
that this phenomenon is highlighted and proved for copper
oxide growth.

Effect of reaction pH on the morphology of CuONPs

The reaction pH is one of the important experimental para-
meters that could affect the morphology of nanomaterials.4,46

In this study, CuONPs were synthesized at three different pH
values where only the amount of added NaOH was changed.
The chosen Cu2+/OH− ratios were 1 : 2, 1 : 4 and 1 : 6, leading
to pH values of 5.1, 8.4 and 11.6, respectively. The copper con-
centration is 0.02 M and the reaction temperature is 95 °C.
Fig. 11 presents the XRD patterns of the synthesized samples,

indicating the presence of only the copper oxide phase in all
cases. The crystallite sizes are found to be 11.8 ± 1.3 nm, 12.0
± 0.9 nm, and 12.4 ± 1.1 nm for the Cu2+/OH− ratios of 1 : 2,
1 : 4, and 1 : 6, respectively. This result suggests no structural
differences between the samples where the low pattern inten-
sity does not reflect significant changes.

Fig. 12 presents the TEM images of the obtained CuONP
samples where the results reveal a change in the morphology
from quasi-spherical (slightly anisotropic) for Cu2+/OH− = 1 : 2
(Fig. 12a) with a diameter of 12.7 ± 2.9 nm to nanorods (highly
anisotropic) for Cu2+/OH− = 1 : 4 and 1 : 6. Moreover, the
nanorod length tends to increase from 27.2 ± 3.0 nm to 78.4 ±

Fig. 10 TEM images of CuONPs synthesized at different copper salt concentrations ([OH−] = 2x[Cu2+]), indicating the nominal size of the obtained
particles.

Fig. 11 XRD analyses of CuONPs synthesized at different molar ratios
of Cu2+/OH−: (a) 1 : 2, (b) 1 : 4 and (c) 1 : 6 showing the CuO crystal
phase for all samples.
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42.1 nm when the Cu2+/OH− ratio increases from 1 : 4 to 1 : 6,
respectively.

It should be noted that the CuONP surface exhibits more or
less basic properties, depending on the equilibrium and proto-
nation constants in solution and depending on the solution
pH. The protonation–deprotonation equilibria of surface
oxygen sites affect the electrostatic charge on particle surfaces,
influencing their crystal face energies. Indeed, the acidity
governs the protonation/deprotonation rate of the surface
oxygen surface according to the following formula:

Cu–O� þHþ $ Cu–OH

Cu–OHþHþ $ Cu–OH2
þ

The change in the surface charge leads to changes in the
interfacial tension as stated by the Gibbs law in the formula.4

For anisotropic particles, each crystal face’s energy must be
considered to determine the particle morphology.43 This could
explain the elongated (rod-shaped) morphology of CuONPs at
higher pH. In fact, for anisotropic nanoparticles, all the crystal
faces do not have the same surface energy in solution, which
orients the crystal growth to the preferential direction, leading
to different shapes. The study of Zhu et al.19 suggests that
copper could be coordinated to 6 OH− in the form of an octa-
hedron [Cu(OH)6]

4− where the binding energies of OH− at the

axis are lower than those at the plane, making them more
easily replaced and dehydrated to form CuO crystallites. This
leads to higher growth rates along the axis compared to the
plane, causing anisotropic CuO nanocrystal formation.
Additionally, the excess of OH− induces repulsive electrostatic
interactions between the nanoparticles, which reduces their
agglomeration.

Conclusions

This study provides a comprehensive investigation into the
controlled synthesis of copper oxide nanoparticles (CuONPs)
using a precipitation method without surfactants. By systema-
tically varying key experimental parameters, including precur-
sor type and concentration, and reaction temperature and pH,
this work demonstrates how each factor significantly influ-
ences the size, morphology, and crystallinity of the resulting
nanoparticles (Fig. 13). The findings highlight the critical role
of the precursor’s counter-ion in directing the crystal growth
and the morphology where only the copper nitrate and sodium
hydroxide couple gives quasi-spherical-shaped particles
among the studied samples. The counter ions could change
the surface energy of crystal faces, promoting the synthesis of
anisotropic shapes. The same effect was highlighted for the
increased Cu/OH ratio where the change of the reaction pH
changes the electrostatic charge on the particle surfaces and
consequently their crystal face energies. Similarly, the increase
in copper concentration changes the interfacial tension and
leads to an oriented attachment growth mechanism of the
nanoparticles, forming rod-like shapes. However, the tempera-
ture of the reaction increases the kinetics of CuONP synthesis.
In fact, a metastable copper hydroxide phase was obtained at
low temperature (up to 50 °C) and a thermodynamically stable
copper oxide phase was obtained at higher temperature.
Interestingly, this work indicates an intermediate flake-like
structure that transformed into nano-size spherical particles
with increasing temperature. Additionally, the proposed
growth mechanism contributes to a deeper understanding of
CuONP synthesis, illustrating for the first time the direct
observation of structural rearrangement under the reaction
temperature effect. Two possible mechanisms were discussed,
one at low temperature where the CuO condensation mecha-
nism is slow, leading to flake-shaped particles, and one at
high reaction temperature where the oxolation reaction com-
petes with the olation one, leading to a quasi-spherical shape.
Finally, this work proposes a comprehensive framework for
controlling the morphology of CuONPs without the use of sur-
factants under mild reaction conditions, paving the way for
reproducible fabrication strategies tailored for specific appli-
cations. Indeed, the shape and size of CuO nanoparticles can
strongly influence their specific surface area and colloidal
stability. An increase in the specific surface area enhances the
sensitivity of CuO-based sensors and the catalytic activity of
CuO nanoparticles, and also affects their antimicrobial pro-

Fig. 12 TEM images of CuONPs synthesized at different molar ratios of
OH−/Cu2+: (a) 2 : 1, (b) 4 : 1 and (c) 6 : 1.

Fig. 13 Diagram summarizing the studied parameters and their effect
on the morphology and size of CuONPs.
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perties. In addition, the luminescence properties of CuO-
based materials are strongly dependent on the particle shape.
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