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Tuneable-by-design copper oxide nanoparticles in
ionic liquid nanofluids†

Claire Boudie,a Manuel Maréchal, b Guillaume Ah-Lung,c Johan Jacquemin a,c

and Peter Nockemann *a

In this study, copper oxide nanoparticles (CuO-NPs) were synthesised in an ionic liquid,

[C2MIm][CnHnCO2], and the respective copper(II) carboxylate precursors. Heating the solution to 120 °C

caused a colour change from blue to red, indicating a change in copper salt coordination and nano-

particle formation. Crystallography and UV-Vis spectroscopy were used to monitor the transition upon

temperature changes. The particle formation was characterised using TEM and SWAXS analyses. The

results showed that different anion chain lengths led to different particle sizes. When using copper(II)

acetate precursors, the transformation resulted in CuO(I,II) clusters (<1 nm), depending on the imidazo-

lium-based cation used. However, using a copper(II) octanoate precursor, small CuO-NPs in the range of

10–25 nm were formed, while larger CuO-NPs were obtained using a copper(II) butanoate precursor in

the range of 10–61 nm.

Introduction

Transition metal oxides have a wide range of applications,
including catalysis, sensing, energy storage, optics, and
electronics.1–4 The transformation of metal oxides into nano-
scale materials is providing new properties in comparison with
bulk materials, such as changes in their electronic properties,
mechanical plasticity, magnetic behaviour, and phase-tran-
sition temperatures.5 In recent years, nanoparticles have found
major industrial applications in catalysis, polymer composites,
optoelectronics, paints/coatings, and cosmetics.2,6,7 Copper
oxide nanoparticles, in particular, have numerous applications
in solar cells, gas sensing, magnetic storage media, nano-
devices, heterogeneous catalysts, and superconductors.8–12

Ionic liquids (ILs) have been employed in several studies for
the formation of nanoparticles (NPs).13–20 ILs are compounds
composed entirely of cations and anions, having a melting
point below 373 K (100 °C). They exhibit unique properties,
such as low vapor pressure, a wide liquid-phase range, and
high thermal and chemical stability. ILs can play an important
role in the formation of nanomaterials, for example, as a

stabilizer of nanoparticles.16 The cation often acts as a stabiliz-
ing agent but can also function as a templating agent due to
its tuneable surface tension, leading to an emulsion process
that can influence the size of the nanoparticles. The role of
emulsions as templates during nanoparticle formation has
been well described in the synthesis of spherical silica par-
ticles. Furthermore, IL viscosity is known to affect the nano-
particle size due to slower mass transport in higher viscosity
liquids. Thus, the more viscous the IL, the smaller the nano-
particles and vice versa.

Nanofluids are nano-scaled colloidal suspensions consist-
ing of solid particles, rods, fibres, or tubes dispersed in
different base fluids such as water, ethylene glycol, glycerol,
engine oil, or ILs.21,22 These materials can be used as solvents,
catalysts, heat transfer fluids, magnetic fluids, lubricants, and
luminescent materials, for the conservation of artworks, as
novel electrolytes for batteries and organic solar cells, or in
medical equipment.23–29 This study focuses on the production
and characterization of copper oxide-based nanofluid disper-
sions using ILs as the base fluids.

Previous work has shown that acetate-based ILs, in the pres-
ence of water, can be used for the in situ synthesis of copper(II)
oxide nanoparticles, resulting in the formation of highly stable
nanofluids.30 This research also revealed the influence of the
cation on the formation of copper oxide NPs, highlighting
the contrasting properties of hydrophilic, aromatic [C4MIm]
[CH3CO2] and rather hydrophobic, aliphatic [P88812][CH3CO2]
cations. The acetate anion acted here as a base and stabilising
agent, enabling the preparation of stable NP dispersions in ILs
(nanofluids). Other research demonstrated that binary mix-
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tures of water and octanoate-based ILs form stable emulsions,
in contrast to those based on the acetate anion, resulting in a
reorganisation of the IL structure in the presence of water.31,32

However, carboxylate-based IL structures and their interactions
with metal-containing precursors, such as copper(II) butanoate
and copper(II) octanoate, have not been studied previously.
Thus, this project aims to examine in greater detail the inter-
actions of these three carboxylate anions: acetate, butanoate,
and octanoate-based ILs with water in the presence of copper(II)
acetate, butanoate, and octanoate precursors, in order to under-
stand the influence of interaction changes on the formation of
CuO particles in IL-based media. The formation of copper(II)
oxide nano-dispersions in these ILs can be used as a model-
system for more complex systems. This work provides new
insights into controlling CuO nanoparticle size and properties by
tuning the ionic liquid anion structure. The ability to precisely
design CuO nanoparticle characteristics through ionic liquid
selection enables optimisation for applications such as anti-
microbial coatings, sensors, solar cells, and catalytic processes.

Results and discussion

Copper oxide nanoparticles have previously been synthesised
by dissolving a metal salt precursor in an ionic liquid (IL) with
a small amount of water, followed by heating the solution to
120 °C for approximately 30 minutes. This experiment demon-
strated that a temperature of 120 °C is essential for the com-
plete transformation of the copper salt into copper oxide nano-
particles (CuO-NPs). An intermediate stage can be observed at
temperatures between 80 and 90 °C. In these reactions, water
serves a dual purpose: acting as a co-solvent and providing a
source of hydroxide ions (HO−) generated by the basicity of the
carboxylate anions (Fig. 1). In an instance where copper(II)
acetate is dissolved in a [C2Mim][OAc] IL, an intermediate is iso-
lated and characterised through single crystal X-ray structure
determination after crystallization from concentrated solutions.

A fully balanced equation for the synthesis of CuO from a
copper(II) carboxylate precursor dissolved in [C2MIm]
[CnH2n+1CO2] involves the presence of water as follows, in eqn (1):

2½C2MIm�½CnH2nþ1CO2� þ Cu2ðCnH2nþ1CO2Þ4 � 2H2O �!50 °C

½C2MIm�2½Cu2ðCnH2nþ1CO2Þ4� þ 2H2O �!120 °C

2CuOþ 2½C2MIm�½CnH2nþ1CO2� þ 4ðCnH2nþ1CO2HÞ
ð1Þ

Solubility of copper(II) carboxylates in carboxylate ILs

Copper(II) acetate. Copper(II) acetate dihydrate demonstrates
good solubility in acetate ILs. In aqueous solutions, copper(II)
acetate adopts a paddle-wheel structure, [Cu2(CH3CO2)4(H2O)2].

33

However, in ILs such as [C2MIm][CH3CO2], where abundant
acetate anions are present, the coordinating water molecules of
the paddle-wheel structure can be replaced by coordinating
acetate groups. This resulted in the formation of a new com-
pound, [C4MIm][Cu2(CH3CO2)5], which was isolated from a con-
centrated solution after heating it to approximately 50 °C, consist-
ing of a coordination polymer crystallised from a concentrated
solution of copper(II) acetate in the IL [C4MIm][CH3CO2], see
Fig. 2. A reaction equation is given below in eqn (2):

½C4MIm�½CH3CO2� þ 2½CuðCH3CO3Þ2 �H2O� !
½C4MIm�½Cu2ðCH3CO2Þ5� þH2O

ð2Þ

Previously, Hinz et al. reported the crystal structure of a
coordination polymer with bridging acetate anions.34

However, both observed species are evidently solid-state
species, and evidence from EXAFS suggests that paddle-
wheel structures with partially substituted acetate coordi-
nation in the axial position are present in the solution.
Swadzba-Kwasny et al. reported the formation of
[C2MIm][Cu3(CH3CO2)5(H2O)(OH)2]·H2O (1), which is
formed by heating a solution of Cu2(CH3CO2)4·(H2O)2 in
the IL [C2MIm][CH3CO2] to 80 °C and crystallizing the
compound through slow cooling to room temperature.30

The occurrence of the bridging hydroxyl group can be
explained by the basicity of the acetate IL and the presence
of a small amount of water derived from the coordinated
H2O in copper(II) acetate dihydrate. The structure of 1 con-
sists of copper triangles coordinated to a shared HO−

group and bridged by acetate groups in mono- and biden-
tate modes. These trimeric hydroxy-clusters are then inter-

Fig. 1 Colour changes in the nanofluid formation from the precursor
solution via intermediate formation to the copper oxide nano-dispersion
(nanofluid).

Fig. 2 Structure of [C4MIm][Cu2(CH3CO2)5], crystallised from the con-
centrated IL solution.
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connected by acetate bridging to form a one-dimensional
coordination polymer. A reaction (eqn (3)) is given below:

½C2MIm�½CH3CO2� þ 2½CuðCH3CO2Þ2 �H2O� !
½C2MIm�½Cu2ðCH3CO2Þ5ðH2OÞðOHÞ2� �H2O

ð3Þ

Copper(II) butanoate and octanoate. The dissolution and
speciation of copper(II) butanoate and octanoate in the corres-
ponding ILs were also investigated. Therefore, Cu(C3H7CO2)2
and Cu(C7H15CO2)2 were synthesised and characterised.
Copper(II) butanoate crystallised from a methanol solution and
the crystal structure was determined, since the structure has
not been previously reported. The crystal structure is shown
in Fig. 3 and the crystal data are shown in Table 1.
Cu2(C3H7CO2)4 consists of a paddle-wheel structure; however,
rather than consisting of isolated dimers as in the structure of
the corresponding copper(II) acetate, this structure features a
polymeric structure with the bridging carboxylates also brid-
ging to the neighbouring dimers. This results in a 1-dimen-
sional coordination polymer. The packing of Cu2(C3H7CO2)4 is
shown in the ESI.†

However, after dissolving copper(II) butanoate in the IL
[C2MIm][C3H7CO2], a highly concentrated solution was pre-
pared. A crystalline product was obtained by heating the solu-
tion up to 80 °C and then allowing it to cool down slowly to
room temperature. The crystal structure of this compound was
determined to be [C2MIm]2[Cu(C3H7CO2)4], as shown in Fig. 4.
This structure comprises two [C2MIm]+ cations and isolated
[Cu(C3H7CO2)4]

2− anions. This result is surprising, considering
that the corresponding acetate structures typically contain the
paddle-wheel motif. The copper(II) [Cu(C3H7CO2)4]

2− anions
exhibit square-planar coordination with four monodentately
coordinating butanoate groups. The packing in the crystal
structure of [C2MIm]2[Cu(C3H7CO2)4] is provided in the ESI.†
The copper centres are packed along the c-axis; however, the
distance between the copper metal centres is considerably
large. The reaction (eqn (4)) is given below:

2½C2MIm�½C3H7CO2� þ CuðCH7CO2Þ2 !
½C2MIm�2½CuðC3H7CO2Þ4�

ð4Þ

Copper(II) octanoate was synthesised and characterised;
however, obtaining suitable crystals of the compound in
methanol or any other solvent proved to be impossible. By dis-
solving Cu(C7H15CO2)2 in the IL [C2MIm][C7H15CO2], a struc-Fig. 3 Crystal structure of copper(II) butanoate, Cu2(C3H7CO2)4.

Table 1 Crystal data for Cu(C3H7CO2)2, [C2MIm]2[Cu(C3H7CO2)4] and
[C2MIm]2[Cu(C7H15CO2)4]

Empirical
formula

CuC8H14O4 CuC20H39N2O2 CuC38H71N2O2

Formula weight 237.74 g mol−1 403.08 g mol−1 651.53 g mol−1

Temperature/K 293(2) 100.00(10) 99.9(2)
Crystal system Triclinic Triclinic Triclinic
Space group P1̄ P1̄ P1̄
a/Å 5.15600(12) 14.3866(6) 17.1050(4)
b/Å 8.6547(3) 15.9472(9) 17.4308(6)
c/Å 11.5154(3) 17.1521(8) 18.9701(6)
α/° 93.614(2) 65.732(5) 63.412(3)
β/° 93.5413(19) 77.128(4) 86.315(2)
γ/° 102.710(2) 67.803(5) 76.256(3)
Volume/Å3 498.76(2) 3310.9(3) 4907.3(3)
Z 9 14 2
ρcalc/g cm−3 2.773 2.994 1.161
μ/mm−1 10.582 9.875 1.027
F(000) 396.0 2898.0 1864.0
Radiation Cu Kα (λ =

1.54184)
Cu Kα (λ =
1.54184)

Cu Kα
(λ = 1.54184)

2Θ range for
data collection/°

10.52 to 145.44 8.4 to 145.24 9.982 to 133.198

Index ranges −6 ≤ h ≤ 6, −10
≤ k ≤ 10, −14 ≤
l ≤ 14

−17 ≤ h ≤ 14,
−18 ≤ k ≤ 19,
−20 ≤ l ≤ 20

−20 ≤ h ≤ 20,
−20 ≤ k ≤ 18,
−22 ≤ l ≤ 22

Reflections
collected

9209 22 643 84 986

Independent
reflections

1969 [Rint =
0.0299, Rsigma =
0.0182]

12 772 [Rint =
0.0375, Rsigma =
0.0573]

17 300
[Rint = 0.0553,
Rsigma = 0.0392]

Data/restraints/
parameters

1969/0/120 12 772/0/755 17 300/0/1044

Goodness-of-fit
on F2

1.050 1.722 1.098

Final R indexes
[I ≧ 2σ(I)]

R1 = 0.0246, wR2
= 0.0648

R1 = 0.0821, wR2
= 0.2502

R1 = 0.1030,
wR2 = 0.2630

Final R indexes
[all data]

R1 = 0.0247, wR2
= 0.0649

R1 = 0.1011, wR2
= 0.2625

R1 = 0.1186,
wR2 = 0.2727

Largest diff.
peak/hole/e Å−3

0.36/−0.50 2.51/−0.92 1.76/−1.17

Fig. 4 Structure of [C2MIm]2[Cu(C3H7CO2)4] showing one of the crys-
tallographically independent Cu centres.
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ture akin to [C2MIm]2[Cu(C3H7CO2)4] was achieved. A highly
concentrated solution was prepared at 80 °C and allowed to
cool down slowly. The crystal structure of this compound was
determined to be [C2MIm]2[Cu(C7H15CO2)4], as shown in
Fig. 5. Similar to the butanoate, this structure comprises two
[C2MIm]+ cations and isolated [Cu(C7H15CO2)4]

2− anions. The
copper(II) [Cu(C7H15CO2)4]

− anions exhibit a square-planar
coordination with four monodentately coordinating octanoate
groups. The packing of [C2MIm]2[Cu(C7H15CO2)4] is illustrated
in the ESI.† The copper centres and the cations are packed
within one layer of the structure, separated by layers of the
long alkyl chains arranged into another layer. A reaction (eqn
(5)) is given below:

2½C2MIm�½C7H15CO2� þ CuðC7H15CO2Þ2 !
½C2MIm�2½CuðC7H15CO2Þ4�

ð5Þ

The presence of water is crucial for CuO-NP formation, as
demonstrated previously.30 In binary mixtures using the same
ILs as for the CuO-NP synthesis, water appears to reorganize
the ILs up to a certain concentration limit, and then fully
or partially dissociate into a [C2MIm]+ cation and a
[CnH2n+1CO2]

− anion at higher concentrations. In this section,
the impact of water on CuO-NP formation was investigated
using Transmission Electron Microscopy (TEM) to determine
the size distribution and shape of CuO-NPs at various compo-
sitions of the ternary mixtures (see Fig. 6 and 7). However, it
was not feasible to add more than 0.65 mole fraction of water
to the solution without forming a precipitate or dissolving all
the copper salt.

Moreover, it was not possible to include less than 0.3 mole
fraction of the IL to the solution for the same reasons.
Furthermore, it has been shown that water concentration does
not affect the size and morphology of the particles.

Copper oxide nanoparticle solutions were synthesised using
a copper(II) butanoate precursor in [C2MIm][C3H7CO2] and a
copper(II) octanoate precursor in [C2MIm][C7H15CO2]. The par-

ticles derived from the copper(II) octanoate precursor yielded
smaller CuO-NPs, ranging from 10 to 25 nm, compared to
those from the copper(II) butanoate precursor, which ranged
from 10 to 61 nm. CuO-NPs synthesised from copper(II)
butanoate exhibited a maximum average diameter of around
45 nm, while those synthesised from copper(II) octanoate dis-
played an average diameter of approximately 15 nm. In our
previous work, the copper(II) acetate precursor led to the for-
mation of CuO(I,II) nanoclusters (less than 1 nm in size).30 The
nanoparticle size distribution is strongly influenced by either
the IL-cation (as demonstrated in our previous work30) or the
IL-anion (as proven in the present work). In this study, we
revealed that altering the structure of the IL, for example,
changing the anion from acetate to octanoate, also impacts the
morphology of the resulting nanomaterials. This finding is sig-
nificant, as controlling the morphology of transition metal
oxides is challenging, and the concept could potentially be
applied to other metal oxides, such as those of Fe, Mn, Co, Ni,
and lanthanides.

The CuO nanofluids synthesised in this work were stable,
as no precipitation or any aggregation issues were observed
over months of storage.

Physical properties of copper precursors in the IL before/
after turning into nanofluids. The solutions were analysed
after the copper salts were dissolved at 50 °C in their respective
ILs, and after the same solutions had turned into nanofluids
at 120 °C.

Fig. 5 Structure of [C2MIm]2[Cu(C7H15CO2)4] formed by heating a solu-
tion of Cu(C7H15CO2)2 in the IL [C2MIm][C7H15CO2] to 80 °C and crystal-
lising the compound by slow cooling.

Fig. 6 TEM images of copper oxide nanoparticles synthesised in
[C2MIm][C3H7CO2] and a copper(II) butanoate precursor.

Fig. 7 TEM images of copper oxide nanoparticles synthesised in
[C2MIm][C7H15CO2] and a copper(II) octanoate precursor.
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Density. All solutions containing copper salt or nanofluids
exhibit higher density than their respective pure ILs. However,
as the solutions transition into CuO-NPs, their densities
decrease compared to those of their precursor solutions, indi-
cating a change in the copper species present. Notably, the
nanofluid solutions were consistently more fluid than the pre-
reaction solutions. However, as the anion alkyl chain length
increased, the density of the copper salt and nanofluid solu-
tions approached that of the pure ILs. This phenomenon is
likely attributable to the proportionally larger amount of copper
ions present in the copper(II) acetate solution compared to the
other two solutions. Fig. 8 shows the density data as a function
of temperature. The experimental densities (ρ/g cm−3) were cor-
related with temperature (T/K) using linear regression (eqn (6)
and (7)), with the correlation parameters provided in Table 2
with raw data tabulated in the ESI (see Table S2†).

ρ ¼
X1
i¼0

bi � Ti ð6Þ

σ ¼
P ðρexpi � ρcali Þ2

n� v

" #0:5

ð7Þ

ρ represents the density of the IL, bi the linear fitting coeffi-
cients of the density, and Ti the temperature. σ represents the
standard deviation, n the number of experimental points, and
ν the number of adjustable parameters.

Viscosity. In Fig. 9, the nanofluid solutions are less viscous
than the pure IL, apart from the solution made with copper(II)
acetate precursors that show higher viscosity. However, the
nanofluid solution made from the copper(II) octanoate precur-
sor shows much higher viscosity than the nanofluid solution
made with a copper(II) butanoate precursor. This could explain
the smaller diameters of the CuO-NPs formed in the copper(II)

octanoate precursor solution. Indeed, viscosity has already
been shown to play an important role in the formation and
stability of the NPs.

Conductivity. The presence of CuO-NPs increases the con-
ductivity of the solution. It is in accordance with the literature
where most of the time NPs have been found to increase the
conductivity of the system (Table 3). Furthermore, the conduc-
tivity dramatically decreases with the increase of the alkyl-
chain length on the carboxylate anion. Therefore, the copper
(II) octanoate seems to make better shaped NPs as seen from
the TEM analysis; however, it would not be a relevant electro-
lyte in comparison with the nanofluids synthesised from
copper(II) acetate.

Solubility study of the formation of copper oxide nanoparticles

UV-VIS spectroscopy. Plasmon resonance is a well-known
characteristic of NP formation. It has been seen in many
studies of NPs in UV-VIS spectra, mostly for gold

Fig. 8 Experimental density, ρ, as a function of the temperature and 0.1
MPa of the copper(II) carboxylate mixture for the pure IL (black), copper
salt before turning into nanoparticles (blue), and the nanofluid solutions
(red) from: [C2MIm][CH3CO2]; [C2MIm][C3H7CO2]; and [C2MIm][C7H15CO2].
The lines represent linear type fitting of the experimental data (see
Table S1 of the ESI†) with parameters reported in Table 2.

Table 2 Linear fitting coefficients bi of the density of the ternary mix-
tures as a function of the temperature calculated from experimental
data using the above equation along with their standard deviation

Solutions b0/g cm−3
104 × b1/g
cm−3 K−1

104 × σ/g
cm−3

[C2MIm][CH3CO2] 1.2812 −6.1903 8.4
[C2MIm][CH3CO2]-copper salt (blue) 1.3185 −6.4778 7.5
[C2MIm][CH3CO2]-CuO-NPs (red) 1.3337 −7.1437 19
[C2MIm][C3H7CO2] 1.2452 −6.1827 8.4
[C2MIm][C3H7CO2] copper salt (blue) 1.2652 −6.4487 4.2
[C2MIm][C3H7CO2] CuO-NPs (red) 1.2595 −6.4000 7.0
[C2MIm][C7H15CO2] 1.1861 −6.1703 5.1
[C2MIm][C7H15CO2] copper salt (blue) 1.1944 −6.2157 12
[C2MIm][C7H15CO2]-CuO-NPs (red) 1.2018 −6.5247 5.8

Fig. 9 Viscosity, η, of the pure ILs as a function of the temperature from
20 to 100 °C for pure ILs: ▪, [C2MIm][CH3CO2]; , [C2MIm][C3H7CO2]; ➨,
[C2MIm][C7H15CO2] and for the nanofluid solution from: , copper(II)
acetate precursor; , copper(II) butanoate precursor; and , copper(II)
octanoate precursor; at 0.1 MPa. The lines represent a VFT-type fitting
of the experimental data as reported in Tables S2 and S3 (see the ESI†).
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nanoparticles,35,36 and in the formation of copper-nanofluids.
At room temperature, a solution of copper(II) octanoate in
[C2MIm][C7H15CO2] shows a blue coloured solution, with an
absorption band at about 425 nm. The solution was then
heated carefully to about 70 °C, where the colour changed to
green, with an absorption band at about 425 nm. The results
are shown in Fig. 10. Similarly, as for the copper(II) acetate, the
green colour can only be observed for a few minutes, after the
temperature is increased carefully. Further heating to 120 °C
resulted in a deep red solution, exhibiting an absorption
maximum at 445 nm.

The solution was then heated to 150 °C, showing a black
colour that is due to the partial decomposition of the solution.
A Plasmon band can also be found in the red absorption
range, which is typical of nanoparticle formation. The shape of
the absorption band is not as well defined as a typical plasmon
band; however, the TEM of a sample of this solution proves the
presence of NPs in the [C2MIm][C7H15CO2] IL (see Fig. 6).
Copper salt solutions in their respective ILs containing the
same cation showed different absorption bands, depending on
the temperature the solutions were heated to. For all solutions,
nanofluids were observed at the highest absorbance, exhibiting
a plasmon band typical of the presence of nanoparticles.

Small and wide-angle X-Ray scattering (SWAXS)

Going further, SWAXS experiments provided relevant insight
into the molecular interactions in the studied liquid struc-
tures. No significant contributions were observed at low Q,
excluding any long-range ordering which would reveal any
long-range correlation in the ILs or/and a compact aggregation
of the NPs, whereas contributions were present at higher Q in
the pure and binary mixtures.

Influence of the alkyl chain length in the pure ILs. The local
organisation of the three pure ILs, [C2MIm][CH3CO2],
[C2MIm][C3H7CO2] and [C2MIm][C7H15CO2], was first separ-
ately investigated to figure out their intrinsic inter- and intra-
molecular interactions. The three pure ILs were compared to
each other using the SWAXS diffraction patterns (Fig. 11)
showing three groups of several characteristic lengths. Pure
[C2MIm][CH3CO2] showed a wide bump around 7 nm−1, called
peak II, and combined contributions of inter- and intra-
molecular lengths, and a large scattering second contribution
at 16.62 nm−1, called peak III, assigned to neighbouring shells
and intramolecular characteristic distances. In contrast, pure
[C2MIm][C3H7CO2] and pure [C2MIm][C7H15CO2] showed sig-
nificant pre-peaks at 5.2 and 3.34 nm−1, respectively, and the
second contribution at 15.75 and 15.43 nm−1, respectively, as
shown in Fig. 11. The pre-peaks indicate a self-organisation at
the nanoscale.

The differences are seen in the Q-range with different posi-
tions of the characteristic distance distributions, which are
lower in the case of [C2MIm][C7H15CO2] than for [C2MIm]
[C3H7CO2], and in the intensity of the pre-peaks which is
much higher in the case of [C2MIm][C7H15CO2] than for
[C2MIm][C3H7CO2]. The shift toward higher Q in the second
contribution shows shorter intra-molecular interactions in
between anion pair atoms, adjacent tails, cation tails with
pairs and cation atoms, when the anion alkyl chain length
becomes shorter. As [C2MIm][CH3CO2] does not show any rele-

Table 3 Experimental conductivity, σ, and measurements of the
nanofluid solutions as a function of composition at 0.1 MPa

Copper(II) precursor and
pure IL used

σ/mS cm−1of
copper
salt solutions

σ/mS cm−1of
nanofluid
solutions

[C2MIm][CH3CO2]-IL 2.77 —
Copper(II) acetate 2.14 2.79
[C2MIm][C3H7CO2]-IL 1.19 —
Copper(II) butanoate 0.78 1.08
[C2MIm][C7H15CO2]-IL 0.32 —
Copper(II) octanoate 0.19 0.28

Fig. 10 UV-VIS spectra: Colour changes observed during the synthesis
of nanofluids with copper(II) octanoate in [C2MIm][C7H15CO2]. The blue
spectrum represents the solution at 50 °C; the green spectrum, the
solution at 70 °C; and the red spectrum, the solution at 120 °C.

Fig. 11 SWAXS diffraction patterns of the pure ILs, with
[C2MIm][CH3CO2] (red), [C2MIm][C3H7CO2] (green), and
[C2MIm][C7H15CO2] (blue).
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vant pre-peak between 3 and 6 nm−1, and the intensity of the
pre-peak observed increases with longer carbon chain lengths,
this reveals that this pre-peak at low Q shows the inter-mole-
cular interactions from the anion alkyl-chain length and its
cation. These two contributions have been already described
and reported in the case of others ILs.37–39

Influence of the copper salt precursor. The formation of
copper oxide NPs was investigated in solutions containing a
mixture of ILs (χIL = 0.95), copper precursors (χCu = 0.05), and
pure water. Fig. 12 shows that the addition of a copper salt pre-
cursor or CuO-NPs results in the restructuring of the acetate-
based solutions, as evidenced by the emergence of a new pre-
peak. In contrast, the butanoate-based solutions appear to
become disorganised upon the addition of copper, causing the
pre-peak to fade. This observation is further supported by the
broad contribution arising from inter- and intra-molecular
interactions, which confirms the reorganization of the ILs.

Interestingly, the addition of copper to the octanoate-based
solutions does not disrupt their self-organization. The self-
organised structure of [C2MIm][C7H15CO2] is revealed by the
repetitive patterns observed for all compositions, enabling NPs
to intercalate into the same “free space” at any composition.
The self-organised structure of the [C7H15CO2]-based IL is
attributed to its hydrophobic character and the strong van der
Waals interactions between the anions and cations.

Additionally, the inability to determine NP size using SAXS
can be explained by the low particle concentration, which compli-
cates the extraction of form factors, especially when dealing with
unfavourable differences in scattering-length densities (SLD).

Nanoparticle formation as a function of temperature. NP
formation between 50 °C and 120 °C was investigated, in order
to go further. Each sample of ternary mixtures was first well
dissolved at 50 °C and then stored in a sample container. Each
solution was kept in its own container during the whole experi-

ment of X-ray scattering. The NP formation was thus in situ
monitored via SWAXS patterns from 50 up to 120 °C. The
SWAXS patterns of all three ILs and three studied compo-
sitions are shown in the figures below. A color code was used
to represent the same composition at 50 and 120 °C.

The increase of the temperature for all ternary mixtures
modifies the SWAXS patterns with a decrease of the absolute
intensities, especially for the pre-peaks, and to a lesser extent a
general shift to smaller Q, i.e. to larger characteristic lengths.
This evolution is due to a thermal volume expansion while the
second contribution is due to inter-atomic correlations. The
decrease in intensity with the water concentration decrease is
related to lower SLD.

More interestingly, these significant shifts towards low Q
values are observed from 50 to 120 °C for the second contri-
bution, whereas slight shifts are observed for the pre-peaks.
This means that the intramolecular characteristic distances in
the ILs become longer when NPs are added into the solutions.
Concomitantly, NPs establish free spaces in between the
anions and the cations of the ILs and are intercalated into the
polar/non-polar nano-segregation of ILs.

However, the SWAXS patterns in Fig. 14 for [C2MIm]
[C7H15CO2] appear repetitive for all compositions unlike those
of the acetate (cf. ESI†) and butanoate anions (Fig. 13). This
shows that even at high water concentration, the [C7H15CO2]

−-
anion-based solutions retain a highly organised structure that
allows CuO-NPs to intercalate in the same way at any
composition.

Influence of water on nanoparticle formation. SWAXS was
used to study the influence of water on NP formation. Ternary
mixtures of the three compositions (χIL = 0.95, 0.50 and 0.30)
at 120 °C were plotted in the same graph for each respective IL
and compared to the respective pure IL in order to look at the
impact of the water concentration in the NP formation. Pure

Fig. 12 SWAXS patterns of [C2MIm][CH3CO2] (red), [C2MIm][C3H7CO2]
(green), and [C2MIm][C7H15CO2] (blue) at the composition χIL = 0.95 of
the binary mixtures with water and the copper(II) carboxylate precursor
at 120 °C.

Fig. 13 SWAXS patterns of [C2MIm][C3H7CO2] in binary and ternary
mixtures with water and copper(II) butanoate at 50 °C for the compo-
sitions χIL = 0.95 (blue), χIL = 0.50 (green) and χIL = 0.30 (red), and at
120 °C for the compositions χIL = 0.95 (cyan), χIL = 0.50 (green) and χIL =
0.30 (orange).
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[C2MIm][CH3CO2] (see Fig. 11) and binary mixtures with water
show only a contribution at around 16.62 nm−1 (cf. ESI†).
However, when adding a copper(II) acetate precursor to the
solution, the SWAXS patterns at 120 °C reveal another pre-peak
at around 5.50 nm−1 for all three ternary compositions. As a
result, [C2MIm][CH3CO2] exhibits a nanoscale order after the
addition and formation of CuO-NPs due to the formation of
coulombic interactions. However, pure [C2MIm][C3H7CO2] and
its binary mixtures with water show already two contributions
at around the same Q values than for the acetate (5.20 and
15.43 nm−1) as shown in Fig. 15. Unlike [C2MIm][CH3CO2],

[C2MIm][C3H7CO2] gets significantly disordered at the nano-
scale after the formation of CuO-NPs compared to its pure IL-
related structure. Indeed, the pre-peak disappears since only a
large bump is observed for compositions of 0.5 and 0.95 IL
mole fractions. This new contribution arises from inter- and
intramolecular characteristic lengths and is better defined at a
composition of 0.3 mole fraction of the IL. This change, due to
the loss of the polar/non-polar nano-segregation at the nano-
scale, promotes correlations between anions, between the
head group of the imidazolium ring and the anion, and
between the methylene hydrogens and the anion (contributing
negatively).

In contrast, the polar/non-polar segregation of [C2MIm]
[C7H15CO2] remains at the nanometre scale before and after
the formation of CuO-NPs due to its hydrophobic character
and its strong van der Waals interactions (cf. Fig. 16). The
second contribution is significantly shifted to a lower Q after
the formation of CuO-NPs. This shows that in all presented
solutions, CuO-NPs will fit in where there is space and there-
fore will be formed more instantly in the case of
[C2MIm][C7H15CO2] due to its highly organised nanostructure,
forcing the NPs to “fit” in the same place. The octanoate-
anion-based IL likely forms a capping layer on the surface of
the NPs that disturbs the nanostructure of the IL and induces
its restructuring by promoting the weak interactions.

Proposed mechanism of nanoparticle formation. The combi-
nation of all presented data and conclusions allows us to
suggest a mechanism of CuO-NP formation in the case of the
copper(II) octanoate precursor solutions. Since water addition
into the ILs tends to dissociate both cations and anions, it
forms a water shell surrounded by a [C7H15CO2]

−-anion-based
shell of the IL. The CuO-NPs would then be formed within the
water shell as described in Fig. 17 and 18. Since the NPs were
formed only inside the water shell, leaving then unaggregated

Fig. 14 SWAXS patterns of [C2MIm][C7H15CO2] in binary and ternary
mixtures with water and copper(II) octanoate at 50 °C for the compo-
sitions χIL = 0.95 (blue), χIL = 0.50 (green) and χIL = 0.30 (red), and at
120 °C for the compositions χIL = 0.95 (cyan), χIL = 0.50 (green) and χIL =
0.30 (orange).

Fig. 15 SWAXS patterns of pure [C2MIm][C3H7CO2] (grey), and its binary
and ternary mixtures with water and the copper(II) butanoate precursor
at 120 °C for the compositions χIL = 0.95 (navy), χIL = 0.50 (blue) and χIL
= 0.30 (cyan).

Fig. 16 SWAXS patterns of pure [C2MIm][C7H15CO2] (grey), and its
binary and ternary mixtures with water and the copper(II) octanoate pre-
cursor at 120 °C for the compositions χIL = 0.95 (navy), χIL = 0.50 (blue)
and χIL = 0.30 (cyan).
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at a short range, as schematised in Fig. 18, it was also tricky to
visualise NPs using TEM. This can be explained by van der
Waals forces, which are essential for well-organised solutions,
and which are present to a greater extent in [C2MIm]
[C7H15CO2] than in the other two ILs due to the presence of
the long alkyl-chains.

However, the particles from the copper(II) butanoate precur-
sor led to larger CuO-NPs that could be due to larger water
shells or a non-existent water-shell. In fact, the [C2MIm]
[C3H7CO2]-IL is not as well-structured and could leave more
free space for the copper salt. This could then leave more free
space for the CuO-NPs to grow larger. In the case of the
[C2MIm][CH3CO2]-IL, there is no organisation observed for the
pure IL (cf. Fig. 11), whereas there is an improvement of the
solution organisation after the addition of copper salt and NP
formation. This could explain why only clusters or very small
CuO-NPs are found in the latter.

The combination of TEM, SAXS, and spectroscopy data
suggests a proposed mechanism where water addition leads to
partial dissociation of the IL ions, forming a water layer sur-
rounded by the hydrophobic [C7H15CO2]

− anions. CuO nano-

particles subsequently form within the water layers, templated
by the nanostructure of the IL (Fig. 17). The long octanoate
chains likely coordinate to particle surfaces, limiting growth.
The highly organised IL nanostructure provides defined
regions for nanoparticle nucleation and growth, contributing
to the narrow size distribution.

Experimental
Materials

The reagents used for the synthesis of ILs were supplied by
Alfa Aesar [1-methyl-imidazole (99%)], Sigma Aldrich [diethyl-
sulfate (98%), strontium hydroxide octahydrate (95%), butyric
acid (99%), and octanoic acid (99%)] and Riedel-de Haën
[acetic acid (99–100%)]. To study the physical properties,
1-ethyl-3-methyl-imidazolium hydroxide (99%) and 1-ethyl-3-
methyl-imidazolium acetate (95%) were obtained from Io-li-
tec. To carry out the neutron scattering experiment, deuterated
reagents were purchased from QMX laboratories [acetic acid-
d4 (98 atom% D) and octanoic acid-d16 (98 atom% D)]. Pure
water at 18 MΏ was used for the mixtures.

Synthetic procedures for the ionic liquid 1-ethyl-
3-methylimidazolium acetate, [C2MIm][CH3COO]

Acetic acid (15.87 g, 0.264 mol, 1 eq.) was combined with an
excess of H2O (20 cm3) and added slowly to an aqueous solu-
tion of [C2MIm]OH (791.5 g, 0.264 mol, 1 eq.). The solution
was stirred briefly and then reduced in volume in vacuo (rotary
evaporator; 70 °C). When most of the water had been removed,
ethanol was added (99%, 100 cm3, large excess) in order to pre-
cipitate out any additional solid, and left to settle (4 °C, 12 h).
The additional precipitate was removed via vacuum filtration
using a 1.2 µm glass microfibre filter. The solvent was comple-
tely removed in vacuo (rotary evaporator; 70 °C) and the flask
containing the liquid was transferred to a high vacuum line
(80 °C; 3 days) leaving a golden viscous liquid (90%). Each
batch was dried between 0.089 and 0.4035% according to the
Karl Fisher titration. δH (300 MHz, D2O) (ppm): 8.58 (1H, s,
NCHNC2H5), 7.34 (1H, s, NCHCHN), 7.30 (1H, s, NCHCHN),
4.07 (2H, q, N(CH2)CH3), 3.75 (3H, s, NCH3), 1.77 (3H, s, O2C
(CH3)), 1.36 (3H, t, N(CH2)CH3). δC (75.4 MHz, D2O) (ppm):
181.18, 136.31, 123.61, 122.20, 44.85, 35.77, 23.45, 14.81.

1-Ethyl-3-methylimidazolium butanoate, [C2MIm][C3H7COO]

Butanoic acid (16.3 g, 0.185 mol, 1 eq.) was added slowly,
drop-wise, to the colourless solution of [C2MIm]OH obtained
previously (23.495 g, 0.185 mol, 1 eq.) until a pH of 8.7 was
obtained using a Mettler Toledo MP220 pH meter. Ethanol
(99%, 360 cm3, large excess) was then added to help in azeotro-
pic distillation of water. The solution was reduced in volume in
vacuo (rotary evaporator; 70 °C); when most of the water had
been removed, ethanol was added (99%, excess) in order to
precipitate out any additional solid, left to settle (4 °C, 12 h).
Any additional precipitate was removed via vacuum filtration
using a 1.2 µm glass microfibre filter. The solution was again

Fig. 17 Schematic view of CuO-NP formation in the
[C2MIm][C7H15CO2] IL and water mixture for one aggregation structure.

Fig. 18 Zoomed image of Fig. 17 with regard to the interaction involved
in both shells between the [C2MIm][C7H15CO2] IL and water molecules
(left) and a schematic view of CuO-NP formation in the
[C2MIm][C7H15CO2] IL and water mixture for the whole aggregation
(right).
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reduced in volume in vacuo (rotary evaporator; 70 °C). If any
precipitate was observed, it was removed again via vacuum fil-
tration using a 1.2 µm glass microfibre filter. Additional absol-
ute ethanol (small excess) was added, and the solvent was com-
pletely removed in vacuo (rotary evaporator; 70 °C) and the
flask containing the liquid was transferred to a high vacuum
line (80 °C; 3 days), leaving a golden viscous liquid (94%).
Each batch was dried between 0.343 and 1.397% according to
the Karl Fisher titration. δH (300 MHz, D2O) (ppm): 8.59 (1H,
s, NCHNC2H5), 7.35 (1H, s, NCHCHN), 7.31 (1H, s, NCHCHN),
4.07 (2H, q, N(CH2)CH3), 3.76 (3H, s, NCH3), 2.01 (2H, s, O2C
(CH2)(CH2)CH3), 1.41 (5H, m, O2C(CH2)(CH2)CH3), 0.75 (3H, t,
N(CH2)CH3). δC (75.4 MHz, D2O) (ppm): 184.21, 135.90,
123.79, 121.82, 45.11, 39.90, 35.70, 19.70, 14.82, 13.75.

1-Ethyl-3-methylimidazolium octanoate, [C2MIm][C7H15COO]

Octanoic acid (18 g, 0.125 mol, 1eq.) was added slowly, drop-
wise, to the colourless solution of [C2MIm]OH (23.5 g,
0.185 mol, 1 eq.) obtained previously in step 3, until a pH of
8.82 was reached using a Mettler Toledo MP220 pH meter.
Ethanol (99%, 150 cm3, large excess) was then added to help
in azeotropic distillation of water. The solution was reduced in
volume in vacuo (rotary evaporator; 70 °C); when most of the
water had been removed, ethanol was added (99%, 360 cm3,
large excess) in order to precipitate out any additional solid,
left to settle (4 °C, 12 h). Any additional precipitate was
removed via vacuum filtration using a 1.2 µm glass microfibre
filter. The solution was again reduced in volume in vacuo
(rotary evaporator; 70 °C). A precipitate was observed and any
additional precipitate was removed via vacuum filtration using
a 1.2 µm glass microfibre filter. The solution was reduced in
volume in vacuo (rotary evaporator; 70 °C). Additional absolute
ethanol (65 cm3) was added, and the solvent was completely
removed in vacuo (rotary evaporator; 70 °C) and the flask con-
taining the liquid was transferred to a high vacuum line
(80 °C; 3 days), leaving a golden viscous liquid (33 g, 70%).
Each batch was dried between 0.1645 and 0.4005% according
to the Karl Fisher titration. δH (300 MHz, D2O) (ppm): 8.62
(1H, s, NCHNC2H5), 7.37 (1H, s, NCHCHN), 7.33 (1H, s,
NCHCHN), 4.09 (2H, q, N(CH2)CH3), 3.77 (3H, s, NCH3), 2.02
(2H, t, O2C(CH2)), 1.38 (5H, t, O2C(CH2)4(CH2) (CH2) CH3)),
1.14 (8H, s, O2C(CH2)(CH2)4(CH3)), 0.71 (3H, t, N(CH2)CH3). δC
(75.4 MHz, D2O) (ppm): 184.32, 135.47, 123.85, 122.28, 45.15,
38.07, 35.96, 31.50, 29.20, 28.73, 26.35, 22.43, 14.75, 13.83.

Synthetic procedures for the copper(II) carboxylate: Copper(II)
butanoate synthesis

Copper hydroxide was dissolved in an excess of water and buta-
noic acid until a precipitate was formed. Diethyl ether was
added to the solution to remove the excess of butanoic acid
(two phases were formed, one containing the copper(II)
butanoate mixed in diethyl ether and one containing water
and an excess of butanoic acid). Then water was used to clean
the diethyl ether/copper(II)butanoate phase. Copper(II)butanoate
was then collected after decantation and filtration on filtrate
paper and allowed to dry in a 60 °C oven.

Copper(II) octanoate synthesis

5 g of copper acetate was dissolved in an excess of water. An
excess of octanoic acid was then added until a precipitate was
formed. The precipitate was washed with cyclohexane as the
copper octanoate obtained was found to be insoluble in water
and partly soluble in diethylether. The product was then dried
under high vacuum in an oil bath at 40 °C for almost 3 days.

Purification

Both products were recrystallised using hexane at room temp-
erature and then put into a refrigerator for 24 hours. The pro-
ducts were then left in a desiccator.

IL-nanofluid synthesis

The synthesis was performed as described elsewhere.22

Transmission electron microscopy (TEM)

Transmission Electron Microscopy (TEM) images were
acquired by bright field TEM, using a Tecnai 200 kV F20
Transmission Electron Microscope with a Field Emission Gun.
The samples were prepared by diluting a drop of the nanofluid
solution in dichloromethane (DCM) and left for a few minutes
in an ultrasonic bath. A few drops of the sample were then
pipetted onto an Agar holey carbon film copper TEM grid and
washed with DCM. The prepared grid was set aside for ca.
20 minutes prior to inserting it into the microscope, in order
to allow the solvent to evaporate. Images were taken with a
Gatan CCD digital camera attached to the microscope.

Small and wide-angle X-ray scattering (SWAXS)

The SWAXS measurements were performed at the ESRF
(European Synchrotron Radiation Facility, Grenoble, France)
on the BM02-D2AM beamline. The incident photon energy was
tuned to 11 keV which corresponds to a wavelength of λ =
1.12 Å. A two-dimensional detector, a CDD camera developed
by Princeton, presently Ropper Scientific, was used. Two
different distances between the sample and the detector were
used to cover magnitudes of the scattering vector modulus (Q)
from 0.06 to 20 nm−1. The corresponding Bragg distances were
from 0.3 to 100 nm. The magnitude of the scattering vector is
defined as Q = (4π/λ) × sin θ, where θ is half of the scattering
angle and λ is the wavelength. In the short geometry, the dis-
tance from the sample to the detector was 16 cm, which covers
the Q range from 1.1 to 20.4 nm−1. In the long geometry, the
distance from the sample to the detector was 164 cm, which
covers the Q range from 0.06 to 1.56 nm−1. The intensity
curves measured with the long geometry were scaled to the
absolute intensities with the aid of a laboratory calibrated
Lupolen sample. The data measured with the short geometry
were merged to the long measurements by matching of the
data in the region 1.1–1.56 nm−1. The scattered intensities
were recorded for 20 or 50 s for SAXS, and 5, 10 or 20 s for
SWAXS. The corrections of primary data were carried out using
the software Bm2Img available on the beamline: (i) the dark
current (i.e. non-illuminated camera), (ii) the flat field

Paper Nanoscale

18432 | Nanoscale, 2023, 15, 18423–18434 This journal is © The Royal Society of Chemistry 2023

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

6 
O

ct
ob

er
 2

02
3.

 D
ow

nl
oa

de
d 

on
 1

2/
14

/2
02

3 
2:

40
:4

0 
PM

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3nr04159j


response (i.e. homogeneously illuminated camera), and (iii)
the tapper distortion. The standard silver behenate was used for
the Q-range calibration. 2D images were converted into radial
averages over the image centre to yield the scattered intensity I
vs. the scattering vector Q. The contribution of the empty cell was
subtracted from the scattering intensity of the studied samples.
Quartz capillaries (2 mm in diameter with a wall thickness of
0.01 mm) from Hilgenberg were used as sample containers.

Density

Density was measured on a density meter, Mettler Toledo
DM40, for each IL, as a function of temperature from 293.15 K
to 363.15 K.

Viscosity

Viscosity was measured on a Malvern Bohlin Gemini 150 rhe-
ometer with a conic-plate system. Pure ILs and investigated
mixtures were measured as a function of temperature from
293.15 K to 363.15 K.

Conductivity

Conductivity was measured on a HACH-Lange, SenslonTM +
EC71, on the three pure ILs and their mixtures with water.

Zeta potential

Zeta potential measurements were attempted but were not suc-
cessful due to the high viscosity of the ionic liquid solutions.

Crystallography

For the structures of compounds, X-ray intensity data were col-
lected on an Agilent Supernova Dual Source diffractometer
equipped with an Atlas CCD detector using CuKα radiation (λ =
1.54184 Å) and ω scans. The images were interpreted and inte-
grated with the program CrysAlisPro (Agilent Technologies).

Crystal data: Cu2(C3H7CO2)4. M = 237.74 g mol−1, triclinic,
space group P1̄ (no. 2), a = 5.15600(12) Å, b = 8.6547(3) Å, c =
11.5154(3) Å, α = 93.614(2)°, β = 93.5413(19)°, γ = 102.710(2)°,
V = 498.76(2) Å3, Z = 9, T = 293(2) K, μ(Cu-Kα) = 10.582 mm−1,
Dcalc = 2.773 g cm−3, 9209 reflections measured (10.52° ≤ 2Θ ≤
145.44°), and 1969 unique (Rint = 0.0299, Rsigma = 0.0182) were
used in all calculations. The final R1 was 0.0246 (>2σ(I)) and
wR2 was 0.0649 (all data).

[C2MIm]2[Cu(C3H7CO2)4]. M = 403.08 g mol−1, triclinic,
space group P1̄ (no. 2), a = 14.3866(6) Å, b = 15.9472(9) Å, c =
17.1521(8) Å, α = 65.732(5)°, β = 77.128(4)°, γ = 67.803(5)°, V =
3310.9(3) Å3, Z = 14, T = 100.00(10) K, μ(Cu-Kα) = 1.346 mm−1,
Dcalc = 1.269 g cm−3, 22 643 reflections measured (8.4° ≤ 2Θ ≤
145.24°), and 12 772 unique (Rint = 0.0375, Rsigma = 0.0573)
were used in all calculations. The final R1 was 0.0537 (>2σ(I))
and wR2 was 0.1863 (all data).

[C2MIm]2[Cu(C7H15CO2)4]. M = 651.53 g mol−1: triclinic,
space group P1̄ (no. 2), a = 17.1050(4) Å, b = 17.4308(6) Å, c =
18.9701(6) Å, α = 63.412(3)°, β = 86.315(2)°, γ = 76.256(3)°, V =
4907.3(3) Å3, Z = 2, T = 99.9(2) K, μ(Cu-Kα) = 1.027 mm−1,
Dcalc = 1.161 g cm−3, 84 986 reflections measured (9.982° ≤
2Θ ≤ 133.198°), and 17 300 unique (Rint = 0.0553, Rsigma =

0.0392) were used in all calculations. The final R1 was 0.1030
(I > 2σ(I)) and wR2 was 0.2727 (all data).

[C4MIm][Cu2(CH3CO2)5]. M = 235.74 g mol−1; triclinic, space
group P1 (no. 1), a = 8.0690(3) Å, b = 13.7637(5) Å, c =
16.3101(5) Å, α = 70.036(3)°, β = 89.552(3)°, γ = 89.760(3)°, V =
1702.49(10) Å3, Z = 7, T = 100 K, μ(Cu Kα) = 2.854 mm−1, Dcalc =
1.610 g cm−3, 6743 reflections measured (10.34° ≤ 2Θ ≤
145.22°), and 5577 unique (Rint = 0.0170, Rsigma = 0.0319) were
used in all calculations. The final R1 was 0.0347 (>2σ(I)) and
wR2 was 0.0907 (all data).

Crystallization

Single crystals of Cu2(C3H7CO2)4 were obtained by the recrys-
tallization process using methanol, and single crystals
of [C2MIm]2[Cu(C3H7CO2)4], [C4MIm][Cu2(CH3CO2)5] and
[C2MIm]2[Cu(C7H15CO2)4] were obtained by the dissolution of
copper(II) salt in their respective IL at 50 °C and left to recrys-
tallise by slow cooling. A suitable crystal was then selected and
placed on a diffractometer. The crystal was kept at 100 K
during data collection. Using Olex2,40 the structure was solved
by direct methods using the ShelXS41 structure solution
program and refined by full-matrix least-squares on F2 using
the ShelXL42 program package.

CCDC 2289136–2289139† contain the supplementary crys-
tallographic data of the four crystal structures for this paper.

Conclusion

In this study, ionothermal synthesis of copper(II) carboxylates
in their respective ILs resulted in the formation of either CuO
clusters or nanoparticles (NPs). The basic anions function as
both a base and stabilizing agent, facilitating the preparation
of highly stable NP dispersions in ILs, known as nanofluids.

Distinct CuO-NP sizes were observed depending on the pre-
cursor used. The copper(II) octanoate precursor produced very
small CuO-NPs, ranging from 10 to 25 nm, while the copper(II)
butanoate precursor led to larger CuO-NPs, ranging from 10 to
61 nm. The smaller NPs obtained from the copper(II) octanoate
precursor can be attributed to the high viscosity of the solu-
tion, which likely contributes to the slow and controlled pro-
duction of uniformly shaped and smaller-sized NPs. The CuO
nanofluids produced were highly stable, with no aggregation
nor precipitation occurring even after months of storage,
enabling their potential utilisation in applications.

Although the water concentration does not directly influ-
ence the NP size, as demonstrated by TEM analysis and the
SWAXS study, it significantly impacts the physical properties of
the resulting nanofluid, such as its conductivity. The versatility
of these nanofluids offers the potential for their use in a wide
range of applications, such as catalysis, energy storage,
sensors, and antimicrobial coatings.
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Figure S1. 1-D coordination polymer packing in the crystal structure of Cu2(C3H7CO2)4.

Figure S2. Square-planar coordination packing in the crystal structure of [C2MIm]2[Cu(C3H7CO2)4].
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Figure S3. Square-planar coordination packing in the crystal structure of [C2MIm]2[Cu(C7H15CO2)4].
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Figure S4. SWAXS patterns of [C2MIm][C3H7CO2] in binary and ternary mixtures with water and 
copper(II) butanoate at 50°C for the composition χIL = 0.95 (Blue), χIL = 0.50 (green) and χIL = 0.30 
(red), and at 120°C for the composition χIL = 0.95 (cyan), χIL = 0.50 (green) and χIL = 0.30 (orange).
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Table S1. Density data for pure ionic liquids, and the respective copper salt and nanofluid solutions.

 (g·cm-3) of solutions containing
[C2MIm][CH3CO2]

 (g·cm-3) of solutions containing
[C2MIm][C3H7CO2]

 (g·cm-3) of solutions containing
[C2MIm][C7H15CO2]T/°C

Pure IL Copper salt Nanofluid Pure IL Copper salt Nanofluid Pure IL Copper salt Nanofluid

20 1.0999 -- 1.1245 1.0640 1.0762 1.0721 1.0053 1.0117 1.0103

25 1.0968 1.1255 1.1209 1.0610 1.0730 1.0688 1.0022 1.0090 1.0072

30 1.0936 1.1222 1.1173 1.0579 1.0698 1.0656 0.9991 1.0061 1.0040

40 1.0872 1.1155 1.1099 1.0514 1.0632 1.0590 0.9928 0.9998 0.9975

50 1.0810 1.1090 1.1022 1.0452 1.0567 1.0525 0.9866 0.9937 0.9910

60 1.0748 1.1026 1.0952 1.0390 1.0503 1.0462 0.9804 0.9875 0.9845

70 1.0687 1.0963 1.0883 1.0329 1.0440 1.0399 0.9743 0.9812 0.9779

80 1.0626 1.0899 1.0815 1.0269 1.0376 1.0336 0.9682 0.9748 0.9714

90 1.0567 1.0832 1.0748 1.0209 1.0310 1.0273 0.9622 0.9683 0.9646

Table S2. Temperature-dependent viscosity data for pure ILs and nanofluid solutions.

 (mPa·s) of solutions containing
[C2MIm][CH3CO2]

 (mPa·s) of solutions containing
[C2MIm][C3H7CO2]

 (mPa·s) of solutions containing
[C2MIm][C7H15CO2]

T /°C IL T /°C Nanofluid T /°C IL T /°C Nanofluid T /°C IL T /°C Nanofluid

20.0 198.9 20.0 300.4 20.1 408.8 20.1 258.4 20.0 711.6 20.1 509.1

25.0 141.8 25.0 207.6 25.0 318.8 25.0 210.1 25.0 529.8 25.1 401.7

30.0 103.8 30.2 150.1 30.1 231.9 30.2 157.3 30.0 398.3 30.3 291.7

50.0 36.57 35.2 105.3 35.2 169.4 35.2 118.6 50.0 138.9 35.2 213.4

55.0 29.37 40.1 70.63 40.2 126.0 40.2 90.25 55.0 108.9 40.2 158.5

60.0 23.91 45.1 47.07 45.2 96.09 45.2 67.82 60.0 86.04 45.2 120.2

70.0 16.43 50.1 31.01 50.2 73.60 50.2 53.48 70.0 54.79 50.3 92.62

80.0 11.77 55.2 20.70 55.2 57.23 55.2 43.03 75.0 44.16 55.2 73.14

85.0 10.09 60.1 15.10 60.2 45.13 60.1 35.28 80.0 35.80 60.2 58.68

90.0 8.726 65.1 12.46 65.1 37.11 65.1 29.59 90.0 23.94 65.2 47.97

70.1 11.12 70.1 31.21 70.1 24.99 70.2 39.70

75.1 9.475 75.1 26.49 75.1 21.40 75.0 33.03

80.1 8.250 80.1 22.46 80.1 18.36 80.0 27.28

85.1 7.293 85.1 18.94 85.1 15.58 85.0 22.86

90.0 6.493 90.1 15.81 90.0 13.13 90.0 19.13

95.0 5.749 95.1 13.23 95.0 11.08 95.0 16.36

99.9 14.40
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Table S3. VFT-fitting parameters determined by correlating viscosity data (Table S2) using the 
VFT equation (Eq. S1) as a function of temperature from 20 °C to 100 °C at 0.1 MPa.

[C2MIm][CH3CO2] [C2MIm][C3H7CO2] [C2MIm][C7H15CO2]
IL Nanofluid IL Nanofluid IL Nanofluid

A / mPa·s 0.03831 0.06335 0.02102 0.05896 0.01164 0.01722

B / K-1 1039.72 668.427 1385.54 1050.43 1772.15 1522.92

T0  / K 171.61 215.76 153.78 169.41 133.21 146.36

 (S1)
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