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Abstract: The thermal reduction of the copper(II) complexes [CuII(N2H4)3][B10H10]·nH2O (I·nH2O)
and [CuII(NH3)4][B10H10]·nH2O (II·nH2O) has been studied in an argon atmosphere at 900 ◦C. It
has been found that the annealing of both compounds results in a Cu@BN boron-containing copper
composite. It has been shown that this process leads to the formation of a boron nitride matrix doped
with cubic copper(0) nanoparticles due to the copper(II)→copper(I)→copper(0) thermal reduction.
The phase composition of annealing products I900 and II900 has been determined based on powder
X-ray diffraction, IR spectroscopy and thermal analysis data. The morphology, average particle size
and composition of the composite have been determined by TEM and high-resolution TEM + EDS.
The average particle size has been found to be about 81 nm and 52 nm for samples I900 and II900,
respectively. Comparison of the results obtained using physicochemical studies has shown the
identity of the composition of the products of annealing I900 and II900. The electrical properties of a
coating based on an I900 sample modified with Cu0→Cu2O in situ during deposition on a chip at
300 ◦C in air have been studied. As a result, with increasing temperature, an increase in the electrical
conductivity characteristic of semiconductors has been observed.

Keywords: copper; nanoparticles; thermal reduction; conductivity; decahydro-closo-decaborate anion

1. Introduction

To date, the vast majority of publications devoted to boron cluster anions are asso-
ciated with their use in medicine [1–7]. Nevertheless, these compounds are promising
objects for research in materials science, in particular, for the preparation of hypergolic
fuels [8–11], luminescent materials [12–16] or binary boron-containing materials with dif-
ferent properties [17–24]. We have previously shown that the thermolysis of cobalt coordi-
nation compounds with boron cluster anions as counterions [Co(DMF)6][An], where An
= [B12H12]2−, [trans-B20H18]2− or [B10Cl10]2−, at 900 ◦C in an argon atmosphere made it
possible to obtain nanocrystalline cobalt boride in one stage [24]. In this case, variation
in the nature of the boron cluster anions used can affect both the phase composition (the
formation of a boride on a boron nitride matrix or in the form of an individual compound)
and the structural features of the formed cobalt monoboride. In the case of thermolysis
of nickel(II) and cobalt(II) complexes with the closo-decaborate anion [M(solv)6][B10H10]
(M = Co, Ni; solv = H2O, N2H4, DMF, DMSO) [25–27], two-component systems have
been obtained: a boron-containing phase and binary metal compounds. In particular,
the thermolysis of the nickel(II) complex [Ni(DMF)6][B10H10] led to the formation of
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the solid solution Ni3C1−xBx + Ni3C [26], while the thermolysis of the cobalt(II) complex
[Co(N2H4)3][B10H10] led to the BN boron nitride phase and dicobalt boride Co2B [27].

The preparation of copper compounds is an urgent task. The remarkable prop-
erties of these compounds [28–35] determine their wide application as thermoelectric
materials [36–38], materials for solar batteries [39–41], and photocatalysts [42,43].

Here, the thermal reduction of amine- and hydrazine-containing copper(II) coordina-
tion compounds [CuII(N2H4)3][B10H10]·nH2O (I·nH2O) and [CuII(NH3)4][B10H10]·nH2O
(II·nH2O) have been studied, and the electrical properties of a coating prepared based on
thermolysis products have been measured.

2. Experimental
2.1. Synthesis of Compounds

All the reactions were performed in air. Commercially available hydrazine hy-
drate (N2H4·H2O, 80% aqueous solution) and ammonium hydroxide solution (NH4OH,
28.0–30.0% NH3 basis) were purchased from Merck KGaA, Darmstadt, Germany and used
without additional purification. {Cu2[B10H10]}n was synthesized according to the procedure
reported [44].

2.1.1. [CuII(N2H4)3][B10H10]·nH2O (I·nH2O) and [CuII(NH3)4][B10H10]·nH2O (II·nH2O)

Coordination compounds I·nH2O and II·nH2O were obtained by recrystallization
of copper(I) complex {Cu2[B10H10]}n (15 mmol) from a solution of N2H4·H2O (10 mL) or
NH4OH (10 mL), respectively. After evaporation in air for 48 h, polycrystalline precipitates
of dark blue (I·nH2O) or blue (II·nH2O) color were isolated from the reaction solutions.
The precipitates were filtered off and dried in air. The yield with respect to boron was ~60%
for I·nH2O and ~64% for II·nH2O.

I: Calcd. for CuH22N6B10, %: H, 7.98; N, 30.24; Cu, 22.87; B, 38.9. Found, %: H, 8.05;
N, 30.18; Cu, 22.93; B, 38.2. IR (NaCl, Nujol, cm−1): ν(OH) 3500–3300; ν(NH) 3297, 3239;
ν(BH) 2461, 2412, 2339.

II: Calcd. for CuH22N4B10, %: H, 8.87; N, 22.42; Cu, 25.43; B, 43.3. Found, %: H, 8.94;
N, 22.47; Cu, 25.49; B, 42.9. IR (NaCl, Nujol, cm−1): ν(OH) 3550–3400; ν(NH) ~3191; ν(BH)
2498, 2467, 2449.

2.1.2. Samples I900 and II900

Black powders of samples I900 and II900 were obtained by the annealing of compounds
I·nH2O and II·nH2O in a quartz tube-reactor heated by a resistance furnace and sealed
with a ground joint. The studied samples were placed in corundum crucibles. Annealing
was carried out in an argon flow at a gas flow rate of 300 mL/min and heating at 10 ◦C/min.
The samples were kept at a given temperature for 120 min.

2.2. Methods of Investigation

Elemental analysis for carbon, hydrogen, and nitrogen was performed using a Carlo
ErbaCHNS-3 FA 1108 (Milan, Italy) automated elemental analyzer. Boron and metal content
was determined on an iCAP 6300 Duo ICP emission spectrometer (Thermo Fisher Scientific
Inc., Waltham, MA, USA) with inductively coupled plasma.

IR spectra of compounds were recorded on a Infralum FT-02 Fourier-transform spec-
trophotometer (Lumex, Saint Petersburg, Russia) in the range of 4000–600 cm−1 at a resolution
of 1 cm−1. Samples were prepared as Nujol mulls; NaCl pellets were used for measurements.

X-ray powder diffraction studies were performed on a Bruker D8 ADVANCE diffrac-
tometer (BRUKER AXS GmbH, Karlsruhe, Germany) (CuKα radiation, Ni filter, LYNXEYE
detector, reflection geometry) in low-background cuvettes with an oriented silicon single
crystal substrate in the angle range 2θ = 5–80◦ with a step 0.01125◦ (Figure S1).

Thermogravimetric analysis of I·nH2O and II·nH2O samples was performed by DSC-
TGA using an SDT Q600 thermal analyzer (TA Instruments, New Castle, DE, USA) in
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alundum crucibles with a volume of 90 µL in high-purity argon flow (flow rate 100 mL per
minute); the temperature range was RT-800 ◦C, and the sample heating rate was 10 ◦C/min.

Samples I·nH2O and II·nH2O were annealed in a Nabertherm R 30/200/11 tube
furnace (Nabertherm GmbH, Lilienthal, Germany) in an inert gas flow. Before annealing,
samples were ground in an agate mortar and transferred into thin-walled quartz test tubes,
which were then placed in a quartz flow tube at the level of the furnace hot zone.

Transmission electron microscopy (TEM) studies of samples I900 and II900 were carried
out on a Jem-1001 instrument (JEOL, Tokyo, Japan) with an accelerating voltage of 80 kV.
The morphology of inorganic materials was analyzed using high-resolution TEM on a JEOL
JEM-2100 (JEOL, Tokyo, Japan) F/Cs/GIF/EDS device attached to an EDS analyzer.

The material was deposited on copper grids by spraying a suspension in ultrasound.
The particle size distribution was built by measuring the particle sizes visible in the

micrograph. The measurement step δwas chosen so that the maximum particle size was
about 10δ. Then the number of particles was counted, the size of which fit into each of the
ranges 0–δ, 1δ–2δ, etc. The average particle size was calculated using the formula:

dcp = ∑i n1·δ
(

i− 1
2

)
, (1)

where n1 is the number of particles with size from (i − 1)δ to iδ.
The electrical conductivity of sample I900 was studied on a specialized Pt/Al2O3/Pt

chip using functional ink, which is a dispersed system suitable for microplotter printing of
the corresponding coating.

3. Results and Discussion

Precursor complexes containing easily removed ligands have shown their efficiency
in the synthesis of metal borides and related compounds [24–27]. In the present study,
copper(II) complexes with hydrazine (N2H4) and ammonia (NH3) were chosen as precur-
sor complexes.

3.1. Synthesis of Precursor Compounds [CuII(N2H4)3][B10H10]·nH2O (I·nH2O) and
[CuII(NH3)4][B10H10]·nH2O (II·nH2O)

Mononuclear copper(II) coordination compounds with hydrazine [CuII(N2H4)3][B10H10]
·nH2O (I·nH2O) and ammonia [CuII(NH3)4][B10H10]·nH2O (II·nH2O) were obtained in the
course of a redox reaction when recrystallizing {CuI

2[B10H10]}n from a solution of hydrazine
hydrate (N2H4·H2O) or an aqueous solution of ammonia (NH4OH) in air (Scheme 1).
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Scheme 1. Synthesis of compounds [CuII(N2H4)3][B10H10]·nH2O (I·nH2O) and [CuII(NH3)4][B10H10]
·nH2O (II·nH2O).

3.2. TGA and IR Data Obtained for Compounds I·nH2O and II·nH2O

The obtained compounds were identified and characterized by a set of physicochem-
ical methods of analysis. In the IR spectra of the synthesized compounds I·nH2O and
II·nH2O, there is an intense band of stretching vibrations of BH bonds ν(BH) in the range
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of 2500–2300 cm−1, which is characteristic of the [B10H10]2− anion acting as a counterion
(Figure 1).
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Figure 1. IR spectra of starting complex {Cu2[B10H10]}n (blue) and compounds I·nH2O (purple) and
II·nH2O (red).

The coordination of NH3 and N2H4 molecules by the metal atom is evidenced by the
appearance of stretching vibration bands ν(NH) at 3297 and 3229 cm−1 in the IR spectrum
of complex [CuII(N2H4)3][B10H10]·nH2O (I·nH2O) and ~3191 cm−1 in the IR spectrum of
compound [CuII(NH3)4][B10H10]·nH2O (II·nH2O). The presence of a broadened absorption
band of ν(OH)H2O stretching vibrations in the region of 3550–3300 cm−1 indicates the
presence of solvated water molecules in compounds I·nH2O and II·nH2O.

To determine the annealing regime for precursor complexes, they were initially analyzed
by thermogravimetric analysis in argon. For the convenience of identifying the annealing
products, the following designations have been introduced: It, IIt (t is temperature).

On the thermogram of complex I·nH2O, three pronounced thermal effects are observed
(Figure 2). To correctly assign the data from thermogravimetric analysis, sample I·nH2O
was additionally annealed step by step under the same conditions at temperatures of 135
and 220 ◦C.

(1) A broad endothermic effect with a maximum at 130 ◦C accompanied by a sample
weight loss of 5.47% corresponds to the partial removal of solvated water molecules.
This is also evidenced by the data from the IR spectrum of sample I135, in which there is
a decrease in the intensity of the broadened band of stretching vibrations ν(OH)H2O at
about 3400 cm−1 and the band of bending vibrations δ(HOH) at 1620 cm−1, observed
in the spectrum of sample I (Figure 3).

(2) The exothermic effect with a maximum at 213 ◦C corresponds to the exothermic
decomposition of hydrazine molecules in the sample and its complete hydration, while
the weight loss of the sample is 4.23%. The decomposition of hydrazine molecules
is evidenced by the data from the IR spectrum of sample I220, in which there are no
ν(NH)N2H4 stretching vibration bands. In addition, when the sample is heated to
220 ◦C, in the presence of hydrazine molecules exhibiting reducing properties, the
reduction of Cu(II) to Cu(I) and the formation of a Cu(I) complex with the [B10H10]2−
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anion as a ligand is observed. Thus, in the IR spectrum of sample I220, along with the
bands of stretching vibrations of free BH bonds ν(BH), a new broadened band appears
in the range of 2300–2150 cm−1, which is characteristic of stretching vibrations of the
BH groups involved in the three-center CuHB bonds, ν(BH)CuHB (Figure 3). Note that
the pattern of the IR spectrum of sample I220 in the region of ν(BH) is similar to the
spectrum of complex {Cu2[B10H10]}n (Figure 1).
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Thus, taking into account the total mass loss of the sample equal to 11.19%, it can be
concluded that in the temperature range of 20–300 ◦C, the removal of water and ammonia
molecules is observed; the latter are formed during the thermal decomposition of the
hydrazine molecule, and the total mass loss of the latter is 11.84%.
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(3) The heating of sample I·nH2O above 300 ◦C leads to the destruction of the closo-
decaborate anion and is accompanied by an exothermic effect with a maximum at
323 ◦C. At this stage, apparently, the processes associated with the reduction of
Cu(I)→Cu(0) come to an end. This assumption is not contradicted by the change in
the TG curve and the absence of pronounced thermal effects, which may be associated
with the oxidation of Cu(0) by trace amounts of oxygen in the gas used.

On the thermogram of sample II·nH2O, two pronounced thermal effects are observed
(Figure 4). An endothermic effect with a maximum at 150 ◦C and an exothermic one at
384 ◦C accompanied by a loss of sample weight on the TG curve of 25.45% are observed.
The endothermic effect corresponds to the removal of a water molecule and two ammonia
molecules, which corresponds to a theoretical mass loss of 25.79%. It should be noted that
the shape of the TG curve above 400 ◦C is similar to the shape of the TG curve of sample
I·nH2O at the same temperatures and, apparently, is due to the processes described above.
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Based on the results of thermogravimetric analysis, the temperature range of sample
annealing was determined to be 900 ◦C.

3.3. Thermal Reduction of Compounds I·nH2O and II·nH2O

The completion of pyrolysis of compounds I·nH2O and II·nH2O, as well as the phase
composition of samples I900 and II900, were determined based on X-ray powder diffraction
and IR spectroscopy data.

According to X-ray powder diffraction data, the annealing products I900 and II900

are two-phase mixtures (Figure 5 and Figure S1). The diffraction patterns of the annealed
samples contain reflections corresponding to both boron nitride (BN) and metallic copper,
both with cubic modifications; due to the close parameters of unit cells, reflections from
these phases merge.
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The IR spectroscopy data do not contradict the X-ray powder diffraction data. Thus,
the absence of absorption bands of stretching vibrations ν(BH) in the range of
2500–2100 cm−1 in the IR spectra of samples I900 and II900, as well as bands of stretch-
ing vibrations ν(NH) of organic ligands or organic cations in the range 3300–3100 cm−1,
indicates complete destruction of the boron cluster anions and organic molecules (Figure 6).
The presence of an absorption band at ~790 cm−1, which, according to the literature
data [45], refers to stretching vibrations of the ν(BN) bond, indicates the formation of a
boron nitride phase in the annealed samples. In addition, the presence of absorption bands
at ~1100 and ~798 cm−1, as well as the correlation with the IR spectrum of amorphous
boron, suggests the presence of an amorphous boron phase in the annealed samples.
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It should be noted that based on the TGA, X-ray powder diffraction, and IR data, the
composition and structure of products I900 and II900 are the same and correspond to the
general formula Cu·2BN·8Bam.

3.4. Morphology of Samples I900 and II900

According to the transmission electron microscopy (TEM) data, sample I900 is a mul-
ticomponent system consisting of individual disparate crystallites formed by the boron
nitride phase and amorphous boron agglomerates, which have a disordered defect struc-
ture, while the size of this phase varies over a wide range (Figure 7). In addition, in sample
I900, separate, scattered inclusions of nanosized particles of metallic copper with a particle
size in the range of 43 to 240 nm with an average size of 81 nm are observed. It should be
noted that the copper particles synthesized by the proposed method in the presented sam-
ple are characterized by a distorted rounded shape, which may indicate the incompleteness
of the particle formation process.
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Figure 7. TEM images (a–c) and particle size distribution curve (d) for sample I900.

A similar picture is observed for sample II900; namely, nanosized spherical particles
corresponding—according to X-ray powder diffraction results—to the phase of metallic
copper, with a particle size in the range of 10 to 73 nm with an average size of 52 nm,
and large blocks of irregular shape, corresponding to the boron nitride phase and the
amorphous boron phase with a size of 50 nm to 5 µm (Figure 8).

The difference in the average particle size of samples I900 and II900 is explained by
different reactivities of the chosen precursors I·nH2O and II·nH2O, namely the inorganic
ligand, hydrazine or ammonia. The reactivity of inorganic ligands under thermolysis
conditions is different, which clearly affects the time of formation of the final products and
their structure. In the case of ammonia (compound II·nH2O) chosen as a precursor, the
phase of metallic copper with a particle size in the range of 10 to 73 nm with an average
size of 52 nm was obtained. Carrying out the synthesis starting from compound I·nH2O
with a more reactive hydrazine molecule resulted in the preparation of nanosized particles
of metallic copper with a particle size from 43 to 240 nm with an average size of 81 nm.
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The study of sample I900 by high-resolution TEM and EDS made it possible to confirm
the earlier conclusions. Figure 9a shows a disordered defective structure of amorphous
boron (because of the presence of different orientation planes) and a boron nitride phase
are fixed on the surface of copper nanoparticles, the composition of which is confirmed by
EDS data for the sample (Figures 9 and 10).

Inorganics 2023, 11, x FOR PEER REVIEW 10 of 16 
 

 

52 nm was obtained. Carrying out the synthesis starting from compound I·nH2O with a 
more reactive hydrazine molecule resulted in the preparation of nanosized particles of 
metallic copper with a particle size from 43 to 240 nm with an average size of 81 nm. 

The study of sample I900 by high-resolution TEM and EDS made it possible to confirm 
the earlier conclusions. Figure 9a shows a disordered defective structure of amorphous 
boron (because of the presence of different orientation planes) and a boron nitride phase 
are fixed on the surface of copper nanoparticles, the composition of which is confirmed 
by EDS data for the sample (Figures 9 and 10). 

 
Figure 9. High-resolution TEM image (a), TEM image (b) and EDS data (copper, boron and nitro-
gen content) (c) of sample I900. 

 
Figure 10. TEM image (a) and EDS data inside the particle (b) and the region around the particle 
(c) for sample I900. 

3.5. Electrical Conductivity of Sample I900 
A suspension of sample I900 in ethanol was further used to prepare functional ink, 

which is a dispersed system suitable for microplotter printing of the corresponding coat-
ing on a specialized Pt/Al2O3/Pt chip (Figure 11). To increase the sedimentation stability 

Figure 9. High-resolution TEM image (a), TEM image (b) and EDS data (copper, boron and nitrogen
content) (c) of sample I900.



Inorganics 2023, 11, 345 10 of 15

Inorganics 2023, 11, x FOR PEER REVIEW 10 of 16 
 

 

52 nm was obtained. Carrying out the synthesis starting from compound I·nH2O with a 
more reactive hydrazine molecule resulted in the preparation of nanosized particles of 
metallic copper with a particle size from 43 to 240 nm with an average size of 81 nm. 

The study of sample I900 by high-resolution TEM and EDS made it possible to confirm 
the earlier conclusions. Figure 9a shows a disordered defective structure of amorphous 
boron (because of the presence of different orientation planes) and a boron nitride phase 
are fixed on the surface of copper nanoparticles, the composition of which is confirmed 
by EDS data for the sample (Figures 9 and 10). 

 
Figure 9. High-resolution TEM image (a), TEM image (b) and EDS data (copper, boron and nitro-
gen content) (c) of sample I900. 

 
Figure 10. TEM image (a) and EDS data inside the particle (b) and the region around the particle 
(c) for sample I900. 

3.5. Electrical Conductivity of Sample I900 
A suspension of sample I900 in ethanol was further used to prepare functional ink, 

which is a dispersed system suitable for microplotter printing of the corresponding coat-
ing on a specialized Pt/Al2O3/Pt chip (Figure 11). To increase the sedimentation stability 
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3.5. Electrical Conductivity of Sample I900

A suspension of sample I900 in ethanol was further used to prepare functional ink,
which is a dispersed system suitable for microplotter printing of the corresponding coating
on a specialized Pt/Al2O3/Pt chip (Figure 11). To increase the sedimentation stability of the
dispersed system, it was subjected to ultrasonic treatment for 10 min, after which a glass
capillary dispenser was filled with functional ink. Next, ten coating layers were deposited
on the surface of the interdigitated platinum electrodes of the chip by microplotter printing.
Before applying each subsequent layer, the applied material was dried.
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Figure 11. Photo of the Pt/Al2O3/Pt chip.

At the next stage, using a constant current source (QJE, PS3003, Ningbo JiuYuan Elec-
tronic, Ningbo, China) and a thermal imager (Testo 868), the platinum microheater located
on the reverse side of the chip was calibrated. Thus, the dependence of the temperature
of the material under study on the voltage applied to the microheater was determined
(Figure 12).
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Figure 12. Temperature of the studied material vs. voltage applied to the microheater of the
Pt/Al2O3/Pt chip.

The total electrical conductivity of the sample was determined using the resistance val-
ues R calculated from the impedance spectra obtained in the temperature range 400–600 ◦C
in the frequency range 1 MHz–1 Hz. The DC resistance RDC was calculated using the
following equation:

RDC = lim
ω→0

Z′(ω), (2)

where Z′ is the real part of resistance,ω = 2π f and f is the frequency.
The values of the specific conductivity of the sample were found from the equation

σ =
L

RDC S
, (3)

where L is the thickness of the coating under study, and S is the coating area.
The activation energy of conduction was calculated using the Arrhenius equation:

σ = σ0·exp
(
− Ea

kT

)
, (4)

where σ is the electrical conductivity of the sample, σ0 is the pre-exponential factor, k is the
Boltzmann constant and Ea is the activation energy of conduction.

As it was found, an increase in temperature leads to a gradual linear increase in the
electrical conductivity of sample I900 from 1.9 × 10−8 S/cm (400 ◦C) to 1.1 × 10−5 S/cm
(600 ◦C) (see Figure 13).

It should be noted that the sample preparation process was carried out in air at elevated
temperatures, which, in turn, could lead to the oxidation of metallic copper, which is part
of the composite. To identify the resulting coating on the chip, an X-ray powder diffraction
study was additionally performed. According to X-ray powder diffraction data, along with
the reflections of alundum and platinum, as well as the components of the initial composite
(cubic BN, cubic Cu), reflections of the cuprite Cu2O phase are observed in the diffraction
pattern (Figure 14).
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Figure 14. X-ray powder diffraction pattern for sample I900 from the chip.

The results obtained indicate that the process of applying the sample to the chip
substrate is accompanied by partial oxidation of metallic copper to Cu2O. These results are
in good agreement with the TG-DSC data, which revealed a rather high sensitivity of the
annealed sample to air oxygen, which, in turn, is due to nanosized metallic copper.

Note that Cu@BN composites are known to be used in different application fields,
including composite reactor materials [46], as heat-resistant and wear-resistant coatings [47],
as self-lubricating materials [48], as catalysts [49,50], etc. We hope that the present study
will be interesting and useful to chemists working in the field of nanotechnologies, as it
fills a gap with a very active area (carbon nanodots and composites) from the organic side.

4. Conclusions

In the course of the study, a method for the synthesis of a boron-containing copper com-
posite Cu@BN based on the thermal reduction of copper(II) complexes with easily leaving
ligands [CuII(N2H4)3][B10H10]·nH2O (I·nH2O) and [CuII(NH3)4][B10H10]·nH2O (II·nH2O)
in an argon atmosphere up to 900 ◦C was proposed. It has been found that this thermal
reduction process is accompanied by copper(II)→copper(I)→copper(0) reduction due to
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the presence of inorganic components (NH3, N2H4, the closo-decaborate anion [B10H10]2−)
that exhibit reducing properties. Based on the data from X-ray powder diffraction, IR
spectroscopy and thermal analysis, the compositions and structures of annealing products
I900 and II900 were identified; in the annealing products, a cubic boron nitride phase doped
with cubic copper(0) nanoparticles was detected. These conclusions are confirmed by the
study of the morphology of the annealing products by TEM, as well as high-resolution
TEM + EDS for sample I900. An express test of the electrical conductivity of the fabricated
coating based on the I900 sample modified in situ during deposition on a chip at 300 ◦C
showed an increase in the electrical conductivity characteristic of semiconductors with
increasing temperature.

Supplementary Materials: The following supporting information can be downloaded at: https:
//www.mdpi.com/article/10.3390/inorganics11080345/s1, Figure S1: X-ray powder diffraction
pattern for I900

Ar (b) and II900
Ar (a); 1–copper (cubic system), 2–BN (cubic system).

Author Contributions: E.A.M.: Conceptualization, Writing—Original Draft; I.I.M.: Investigation,
Formal analysis; G.A.B.: Formal analysis, Visualization; I.V.K.: Formal analysis, Visualization; N.P.S.:
Formal analysis, Visualization; T.L.S.: Formal analysis, Validation; S.E.N.: Methodology, Writing—
review and editing; V.V.A.: Conceptualization, Writing—review and editing; K.Y.Z.: Project ad-
ministration; N.T.K.: Supervision. All authors have read and agreed to the published version of
the manuscript.

Funding: This work was supported by the Ministry of Science and Higher Education of the Russian
Federation as part of the State Assignment of the Kurnakov Institute of General and Inorganic
Chemistry, Russian Academy of Sciences, in the field of fundamental research.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: No new data were created.

Acknowledgments: The X-ray powder diffraction studies were performed at the Shared Facility
Center of the Kurnakov Institute (IGIC RAS) within the framework of the State Assignment of the
Kurnakov Institute in the field of fundamental scientific research. TG/DSC was performed using
equipment of the Shared Facility Center of the National Research Center “Kurchatov Institute”—IREA
with financial support from the Ministry of Science and Higher Education of the Russian Federation.

Conflicts of Interest: The authors declare that they have no known competing financial interests or
personal relationships that could have appeared to influence the work reported in this paper. The
authors declare that they have no conflict of interest.

References
1. Hosmane, N.S.; Eagling, R. (Eds.) Handbook of Boron Science with Applications in Organometallics, Catalysis, Materials and Medicine;

World Scientific Publishing Europe: London, UK, 2018; p. 1056.
2. Hey-Hawkins, E.; Viñas Teixidor, C. (Eds.) Boron-Based Compounds: Potential and Emerging Applications in Medicine; John Wiley &

Sons Ltd.: Oxford, UK, 2018; p. 496.
3. Fink, K.; Uchman, M. Boron cluster compounds as new chemical leads for antimicrobial therapy. Coord. Chem. Rev. 2021,

431, 213684. [CrossRef]
4. Imperio, D.; Panza, L. Sweet Boron: Boron-Containing Sugar Derivatives as Potential Agents for Boron Neutron Capture Therapy.

Symmetry 2022, 14, 182. [CrossRef]
5. Novopashina, D.S.; Vorobyeva, M.A.; Venyaminova, A. Recent Advances in the Synthesis of High Boron-Loaded Nucleic Acids

for BNCT. Front. Chem. 2021, 9, 619052. [CrossRef]
6. Ali, F.; Hosmane, N.S.; Zhu, Y. Boron Chemistry for Medical Applications. Molecules 2020, 25, 828. [CrossRef] [PubMed]
7. Hattori, Y.; Ishimura, M.; Ohta, Y.; Takenaka, H.; Kawabata, S.; Kirihata, M. Dodecaborate Conjugates Targeting Tumor Cell

Overexpressing Translocator Protein for Boron Neutron Capture Therapy. ACS Med. Chem. Lett. 2022, 13, 50–54. [CrossRef]
8. Rao, M.H.; Muralidharan, K. Syntheses, characterization and energetic properties of closo-(B12H12)2− salts of imidazolium

derivatives. Dalton Trans. 2013, 42, 8854–8860.
9. Zhang, Z.; Zhao, Z.; Wang, B.; Zhang, J. Boron based hypergolic ionic liquids: A review. Green Energy Environ. 2021, 6, 794–822.

[CrossRef]

https://www.mdpi.com/article/10.3390/inorganics11080345/s1
https://www.mdpi.com/article/10.3390/inorganics11080345/s1
https://doi.org/10.1016/j.ccr.2020.213684
https://doi.org/10.3390/sym14020182
https://doi.org/10.3389/fchem.2021.619052
https://doi.org/10.3390/molecules25040828
https://www.ncbi.nlm.nih.gov/pubmed/32070043
https://doi.org/10.1021/acsmedchemlett.1c00377
https://doi.org/10.1016/j.gee.2020.12.002


Inorganics 2023, 11, 345 14 of 15

10. Jiao, N.; Zhang, Y.; Liu, L.; Shreeve, J.M.; Zhang, S. Hypergolic fuels based on water-stable borohydride cluster anions with
ultralow ignition delay times. J. Mater. Chem. A 2017, 5, 13341–13346. [CrossRef]

11. Zhang, Z.; Zhang, Y.; Li, Z.; Jiao, N.; Liu, L.; Zhang, S. B12H12
2–-Based Metal (Cu2+, Ni2+, Zn2+) Complexes as Hypergolic Fuels

with Superior Hypergolicity. Eur. J. Inorg. Chem. 2018, 2018, 981–986. [CrossRef]
12. Mukherjee, S.; Thilagar, P. Boron clusters in luminescent materials. Chem. Commun. 2016, 52, 1070–1093. [CrossRef]
13. Núñez, R.; Tarrés, M.; Ferrer-Ugalde, A.; Biani, F.F.; Teixidor, F. Electrochemistry and Photoluminescence of Icosahedral

Carboranes, Boranes, Metallacarboranes, and Their Derivatives. Chem. Rev. 2016, 116, 14307–14378. [CrossRef] [PubMed]
14. Muñoz-Flores, B.M.; Cabrera-González, J.; Viñas, C.; Chávez-Reyes, A.; Dias, H.V.R.; Jiménez-Pérez, V.M.; Núñez, R. Organotin

Dyes Bearing Anionic Boron Clusters as Cell-Staining Fluorescent Probes. Chem. Eur. J. 2018, 24, 5601–5612. [CrossRef] [PubMed]
15. Cabrera-González, J.; Chaari, M.; Teixidor, F.; Viñas, C.; Núñez, R. Blue Emitting Star-Shaped and Octasilsesquioxane-Based

Polyanions Bearing Boron Clusters. Photophysical and Thermal Properties. Molecules 2020, 25, 1210. [PubMed]
16. Corona-López, M.M.; Muñoz-Flores, B.M.; Chaari, M.; Nuñez, R.; Jiménez-Pérez, V.M. Far-Red and Near-Infrared Boron Schiff

Bases (BOSCHIBAs) Dyes Bearing Anionic Boron Clusters. Eur. J. Inorg. Chem. 2021, 2021, 2047–2054. [CrossRef]
17. Oyelade, A.; Yost, A.J.; Benker, N.; Dong, B.; Knight, S.; Schubert, M.; Dowben, P.A.; Kelber, J.A. Composition-dependent charge

transport in boron carbides alloyed with aromatics: Plasma enhanced chemical vapor deposition aniline/ortho-carborane films.
Langmuir 2018, 34, 12007–12016. [CrossRef]

18. Oyelade, A.; Osonkie, A.; Yost, A.J.; Benker, N.; Dowben, P.A.; Kelber, J.A. Optical, electronic and visible-range photo-electronic
properties of boron carbide-indole films. J. Phys. D 2020, 53, 355101. [CrossRef]

19. Sharapov, V.M. Discharge chamber plasma-chemical conditioning in magnetic confinement fusion devices (Review). Phys. Atom.
Nucl. 2021, 84, 1266–1271. [CrossRef]

20. Yan, D.; Chen, J.; Zhang, Y.; Gou, Y. Preparation of novel carborane-containing boron carbide precursor and its derived ceramic
hollow microsphere. Ceram. Int. 2022, 48, 18392–18400. [CrossRef]

21. Filonenko, V.P.; Zinin, P.V.; Zibrov, I.P.; Anokhin, A.S.; Kukueva, E.V.; Lyapin, S.G.; Fominski, V.Y. Synthesis of star-shaped boron
carbide micro-crystallites under high pressure and high temperatures. Crystals 2018, 8, 448. [CrossRef]

22. Pavlov, I.S.; Ivanova, A.G.; Filonenko, V.P.; Zibrov, I.P.; Voloshin, A.E.; Zinin, P.V.; Vasiliev, A.L. The rhombic hexecontahedron-
boron carbide microcrystals—Crystal structure analysis. Scr. Mater. 2023, 222, 115023. [CrossRef]

23. Bagramov, R.H.; Filonenko, V.P.; Zibrov, I.P.; Skryleva, E.A.; Nikolaev, A.V.; Pasternak, D.G.; Vlasov, I.I. Highly boron-doped
graphite and diamond synthesized from adamantane and ortho-carborane under high pressure. Materialia 2022, 21, 101274.
[CrossRef]

24. Malinina, E.A.; Myshletsov, I.I.; Buzanov, G.A.; Kubasov, A.S.; Kozerozhets, I.V.; Goeva, L.V.; Nikiforova, S.E.; Avdeeva, V.V.;
Zhizhin, K.Y.; Kuznetsov, N.T. A New Approach to the Synthesis of Nanocrystalline Cobalt Boride in the Course of the Thermal
Decomposition of Cobalt Complexes [Co(DMF)6]2+ with Boron Cluster Anions. Molecules 2023, 28, 453. [CrossRef] [PubMed]

25. Avdeeva, V.V.; Polyakova, I.N.; Vologzhanina, A.V.; Goeva, L.V.; Buzanov, G.A.; Generalova, N.B.; Malinina, E.A.; Zhizhin, K.Y.;
Kuznetsov, N.T. [Co(solv)6][B10H10] (solv = DMF and DMSO) for low-temperature synthesis of borides. Russ. J. Inorg. Chem.
2016, 61, 1125–1134. [CrossRef]

26. Malinina, E.A.; Goeva, L.V.; Buzanov, G.A.; Avdeeva, V.V.; Kuznetsov, N.T.; Retivov, V.M. Synthesis and Thermal Reduction of
Complexes [NiLn][B10H10] (L = DMF, H2O, n = 6; L = N2H4, n = 3): Formation of Solid Solutions Ni3C1–xBx. Russ. J. Inorg. Chem.
2020, 65, 126–132. [CrossRef]

27. Malinina, E.A.; Goeva, L.V.; Buzanov, G.A.; Avdeeva, V.V.; Efimov, N.N.; Kozerozhets, I.V.; Kuznetsov, N.T. Synthesis and
Physicochemical Properties of Binary Cobalt(II) Borides. Thermal Reduction of Precursor Complexes [CoLn][B10H10] (L = H2O,
n = 6; N2H4, n = 3). Russ. J. Inorg. Chem. 2019, 64, 1325–1334. [CrossRef]

28. Okoye, P.C.; Azi, S.O.; Qahtan, T.F.; Owolabi, T.O.; Sakeh, T.A. Synthesis, properties, and applications of doped and undoped
CuO and Cu2O nanomaterials. Mater. Today Chem. 2023, 30, 101513. [CrossRef]

29. Crovetto, A.; Unold, T.; Zakutayev, A. Is Cu3-xP a Semiconductor, a Metal, or a Semimetal? Chem. Mater. 2023, 35, 1259–1272.
[CrossRef]

30. Crovetto, A.; Hempel, H.; Rusu, M.; Choubrac, L.; Kojda, D.; Habicht, K.; Unold, T. Water Adsorption Enhances Electrical
Conductivity in Transparent P-Type CuI. ACS Appl. Mater. Interfaces 2020, 12, 48741–48747. [CrossRef]

31. Basha, B.; Jacob, J.; Tanveer, Z.; Ali, A.; Amin, N.; Javaid, K.; Ikham, S. Effect of source to the substrate distance on thermoelectric
properties of Copper Nitride thin films grown by thermal evaporation method. J. Mater. Res. Technol. 2023, 25, 265–272. [CrossRef]

32. Moletti, A.; Coluccini, C.; Pasini, D.; Taglietti, A. A chiral probe for the detection of Cu(II) by UV, CD and emission spectroscopies.
Dalton Trans. 2007, 16, 1588–1592. [CrossRef]

33. Liu, A.; Kin, M.-G.; Kim, J.; Noh, Y.-Y. Engineering Copper Iodide (CuI) for Multifunctional p-Type Transparent Semiconductors
and Conductors. Adv. Sci. 2021, 8, 2100546. [CrossRef] [PubMed]

34. Meyer, B.K.; Polity, A.; Reppin, D.; Becker, M.; Hering, P.; Klar, P.J.; Sander, T.; Reindl, C.; Benz, J.; Eickhoff, M.; et al. Binary
copper oxide semiconductors: From materials towards devices. Phys. Stat. Solidi B 2012, 249, 1487–1509. [CrossRef]

35. Wang, Y.; Pierson, J.F. Binary copper oxides as photovoltaic absorbers: Recent progress in materials and applications. J. Phys. D
Appl. Phys. 2021, 54, 263002. [CrossRef]

36. Zhao, K.; Liu, K.; Yue, Z.; Wang, Y.; Song, Q.; Li, J.; Guan, M.; Xu, Q.; Qiu, P.; Zhu, H.; et al. Are Cu2Te-Based Compounds
Excellent Thermoelectric Materials? Adv. Mater. 2019, 31, 1903480. [CrossRef]

https://doi.org/10.1039/C7TA04038E
https://doi.org/10.1002/ejic.201701206
https://doi.org/10.1039/C5CC08213G
https://doi.org/10.1021/acs.chemrev.6b00198
https://www.ncbi.nlm.nih.gov/pubmed/27960264
https://doi.org/10.1002/chem.201705804
https://www.ncbi.nlm.nih.gov/pubmed/29338104
https://www.ncbi.nlm.nih.gov/pubmed/32156041
https://doi.org/10.1002/ejic.202100144
https://doi.org/10.1021/acs.langmuir.8b02114
https://doi.org/10.1088/1361-6463/ab8e7e
https://doi.org/10.1134/S1063778821070139
https://doi.org/10.1016/j.ceramint.2022.03.108
https://doi.org/10.3390/cryst8120448
https://doi.org/10.1016/j.scriptamat.2022.115023
https://doi.org/10.1016/j.mtla.2021.101274
https://doi.org/10.3390/molecules28010453
https://www.ncbi.nlm.nih.gov/pubmed/36615646
https://doi.org/10.1134/S0036023616090023
https://doi.org/10.1134/S0036023620010118
https://doi.org/10.1134/S0036023619110123
https://doi.org/10.1016/j.mtchem.2023.101513
https://doi.org/10.1021/acs.chemmater.2c03283
https://doi.org/10.1021/acsami.0c11040
https://doi.org/10.1016/j.jmrt.2023.05.238
https://doi.org/10.1039/b700059f
https://doi.org/10.1002/advs.202100546
https://www.ncbi.nlm.nih.gov/pubmed/34306982
https://doi.org/10.1002/pssb.201248128
https://doi.org/10.1088/1361-6463/abf165
https://doi.org/10.1002/adma.201903480


Inorganics 2023, 11, 345 15 of 15

37. Jong, U.-G.; Ri, C.-H.; Pak, C.-J.; Kim, C.-H.; Cottenier, S.; Yu, C.-J. Metal Phosphide CuP2 as a Promising Thermoelectric Material:
An Insight from a First-Principles Study. New J. Chem. 2021, 45, 21569–21576. [CrossRef]

38. Pöhls, J.-H.; Faghaninia, A.; Petretto, G.; Aydemir, U.; Ricci, F.; Li, G.; Wood, M.; Ohno, S.; Hautier, G.; Snyder, A. Metal
Phosphides as Potential Thermoelectric Materials. J. Mater. Chem. C 2017, 5, 12441–12456. [CrossRef]

39. Minami, T.; Nishi, Y.; Miyata, T. Efficiency Enhancement Using a Zn1-xGex-O Thin Film as an n-Type Window Layer in
Cu2O-based Heterojunction Solar Cells. Appl. Phys. Express 2016, 9, 052301. [CrossRef]

40. Han, B.; Liu, W.; Duan, J.; Chen, W.; Li, D.; Xu, X.; Chang, Q.; Yang, Z.; Wang, Y. In Situ Gravimetric Probing of Copper Sulfide
Formation on the Counter Electrode for Quantum Dot Sensitized Solar Cells. J. Phys. Chem. C 2023, 127, 10833–10844. [CrossRef]

41. Zakutayev, A.; Caskey, C.M.; Fioretti, A.N.; Ginley, D.S.; Vidal, J.; Stevanović, V.; Tea, E.; Lany, S. Defect Tolerant Semiconductors
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