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In the current work, the co-deposition of cobalt with vanadium from a complex citrate
electrolyte via stationary and pulse electrolysis modes was investigated. The process was
carried out at a current density of 1—15 A-dm™ in stationary electrolysis mode and
2—10 A-dm™ in pulse electrolysis mode, with variable ratio of pulse time to pause time at
a temperature range of 35—40°C and pH 3.0—3.5. According to the results of X-ray
fluorescence spectrometry, the maximum content of vanadium in the coating obtained
via the programmed electrolysis mode is 1.20—1.45%, which is tens of times higher than
in the coating deposited by the stationary electrolysis mode (vanadium content of 0.007—
0.017%) under similar conditions. The obtained results may confirm the hypothesis of
additional vanadium reduction from oxo-anions by adsorbed hydrogen atoms formed on
the cathode surface during the pause period. Based on the results of the analysis of 3D
graphs, the optimal parameters of the process for fabricating a cobalt-vanadium coating
with the maximum vanadium content in the alloy and a coating current efficiency of 80%
have been established.
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Introduction

The development of functional materials with
predictable properties is one of the most important
trends in modern materials science and applied
electrochemistry. For hydrogen energy production [1],
specifically for the electrochemical release of hydrogen,
it is important to prepare new materials that show
catalytic properties for the hydrogen evolution reaction
(HER) at the cathode.

Analysis of the literature data allows stating that
materials containing molybdenum, tungsten, and
vanadium should exhibit an enhanced catalytic activity
towards the HER. Electrodes coated with alloys of
iron subgroup metals with molybdenum, tungsten,
and vanadium should be considered promising for
hydrogen energy.

Electrodeposition of such metals as vanadium,
molybdenum and tungsten from their aqueous solutions
is difficult due to their high negative potential values.
However, these metals can be co-deposited from

aqueous solutions with metal-catalysts (iron, cobalt
or nickel) through the formation of cluster intermetallic
compounds with Me—V, Me—Mo, and Me—W bond
adsorbed on the cathode surface.

Electrodeposition of such coatings can be carried
out in stationary or pulsed electrolysis modes using
electrolytes containing complex or simple ions.

The following mechanism of the deposition
process was proposed when obtaining a nickel-tungsten
coating from a pyrophosphate electrolyte [5]. First, a
particle of NiOH,,, is formed, then it chemically
interacts with WO,?~ adsorbed on the surface to form
a cluster heterometallic compound [WO,(NiOH)],.>~
with a direct Ni—W bond. The [WO,(NiOH)] 4>~
complex is further reduced. The formation of
[WO,(Ni)],4> particle leads to a rearrangement and
a sharp weakening of the tungsten-oxygen bond
energy, which makes the entire particle unstable,
capable of further easy recovery at the cathode.
Tsyntsaru et al. [5] claimed that since the mechanism
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is not connected to any specific type of electrolyte or
specific metals, it can be used to describe the cathodic
reduction of any refractory metal together with any
co-depositing metal from any electrolyte with the
appropriate correction on the nature of the formed
particles.

Co-deposition of nickel with vanadium was
studied in some publications [6,7]. It was established
that high-quality nickel-vanadium alloy coatings can
be fabricated from a nickel plating sulfate electrolyte
with the vanadium content of 0.1—0.3 g-dm™ (in
terms of metal) as a vanadate ion VO3~. The content
of vanadium in the coating is only 0.3—0.45%.

When comparing the processes of the cobalt-
molybdenum alloy electrochemical production from
an ammonia-citrate electrolyte, similar in composition
to the electrolyte for the Ni-Mo alloy deposition [8],
it was established that the cobalt-molybdenum alloy
is formed at lower pH values (5.0—6.0), than the
Ni-Mo alloy (7.0—9.0). The current efficiency of the
studied alloys depended significantly on the electrolyte
pH, while the chemical composition of deposits was
practically independent of pH (in the pH range of
5.0—8.0 and current densities of 2.5—10.0 A-dm™).

Electroplated cobalt-molybdenum alloy
contained a larger amount of refractory metal than
nickel-molybdenum electrodeposits, which is consistent
with the adsorption-film hypothesis, according to
which the release of refractory metal occurs due to
the formation of an adsorption complex between
hydroxo-compounds of the co-deposited metal formed
during electrochemical reduction of its ions, and
refractory metal atoms that are part of oxo-anions.
The adsorption capacity of cobalt hydroxo-compounds
is somewhat higher, which accounts for the higher
content of molybdenum in cobalt-molybdenum
deposits compared to nickel-molybdenum coatings.

The deposition of cobalt-vanadium alloy coatings
from a citrate electrolyte via stationary and pulse modes
was investigated in this work. Concept of using a
pulse mode is based on the hypothesis that during the
pause period there is an additional chemical reduction
of vanadium from oxo-ions by adsorbed hydrogen
atoms, which were formed in the electrochemical
process during the pulse period, which should lead to
an increase in the content of vanadium in the cobalt-
vanadium alloy and coating current efficiency.

Experimental

Cobalt-vanadium alloy coatings were deposited
in a citrate electrolyte containing (mol-dm™3):
0.4 Na,C¢H;0,-2H,0, 0.1 CoSO,-7H,0, and 0.1 V,0;.
Electrodeposition was carried out at 35—40°C and pH
3—3.5 with a cobalt anode using the galvanostatic
mode with the current density of 1—15 A-dm™ and
unipolar pulsed current with the amplitude of

2—10 A-dm™2, the pulse and pause period duration
being 5:1073...5:-1072 s. The coating thickness was about
6—9 um. Before electrodeposition, the surface of copper
electrodes with area of 2 c¢cm? was polished and
degreased The vanadium content in the coating was
determined by X-ray fluorescence (XRF) spectrometry.

Electrolysis in galvanostatic mode was performed
using stabilized DC power supply B5-47, in pulse
mode using a pulse potentiostat PI-50-1.1 with PR-8
programmer.

The experimental data were processed in the
form of 3D graphs using the Microsoft Excel program.

Results and discussion

Some studies [9,10] have been devoted to
clarifying the forms of the vanadium state in aqueous
solutions, but this issue is still far from being fully
resolved. The peculiarity of the vanadium (V)
chemistry is that its state in aqueous solutions depends
on the environment pH, concentration and potential
in the system. The variety of vanadium ionic forms
in solutions leads to the formation of a large number
of compounds with different ratios of metals and
vanadium, as well as complex compounds with
inorganic and organic ligands.

According to ref. [11], the state of vanadium
(V) ions depends on their concentration and pH. In
acidic solutions, vanadium (V) exists in the form of a
mononuclear oxo-cation, while it exists as a
mononuclear oxo-anion in a neutral and weakly acidic
environments. An increase in the vanadium
concentration leads to the formation of polynuclear
anionic particles with a maximum degree of
polymerization equal to 10.

Organic acids reduce pentavalent vanadium to
trivalent and tetravalent vanadium with the formation
of vanadyl-ions [12]. Vanadyl complexes of tartaric,
lactic malic and citric acids were synthesized to study
the spectral properties [13]. Adding vanadium oxide
(V) to a solution of sodium citrate results in formation
of a yellow solution containing vanadate ions, which
includes pentavalent vanadium. Over time, the color
changed to green and then to dark blue, which may
indicate the reduction of vanadium (V) compounds to
vanadium (IIT) with the formation of vanadium (IIT)
complex ions [V(C¢H;0,),]*". This solution of
mentioned vanadium (IIT) complex ion oxidizes by
air to form oxovanadium (IV) citrate complexes
[VO(C(H;0,),]* [12,14]. Treatment of the resulting
solution with cobalt sulfate leads to the electrolyte
containing both cobalt and oxovanidium (IV) citrate
complexes.

Taking into account the electrochemical (k,) and
chemical reactions (k) rates, the ionic product of
water (k,), the formation of ad-atoms (ads) or atoms
of crystalline lattice (cr), the course of partial reactions
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a and b during deposition of cobalt-vanadium coating
from the obtained electrolyte can be given by the
scheme shown in Fig. 1.

It is important to note that during the pulse
period the electrochemical reduction of cobalt, hydrogen
and oxovanadium (IV) VO** ions occurs. The VO?**
ions can be reduced to trivalent vanadium in the
form of V3* cation or oxocation VO*. During the
pause period, VO™ is additionally reduced chemically
by adsorbed hydrogen atoms, which were formed in
the electrochemical process during the previous pulse
period.

It was experimentally established that at current
density of up to 5 A-dm™2 and in the temperature
range of 20—30°C, cobalt-vanadium coatings are not
formed either in stationary [15] or in pulse modes.
When the temperature increased to 35—40°C in the
stationary mode of electrolysis, coatings were obtained
with a vanadium content of 0.007—0.017% and with
a current efficiency of 11—19% (Table).

The maximum vanadium content in the coating
is observed at 10 A-dm~2 (Table). A further increase
in temperature does not lead to an increase in the
vanadium content in the alloy and the coatings current
efficiency. Therefore, the temperature of 35—40°C
should be considered as optimal temperature for the
process of cobalt-vanadium coating deposition.

Dependence of the vanadium content in the cobalt-
vanadium alloy and the current efficiency of coating
deposition on the current density

Current density, [Vanadium content, Current
A-dm™ % efficiency, %
6 0.007 11
8 0.010 14
10 0.017 19
12 0.014 17
14 0.013 13

k
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H,0 = H*+ OH-

lks

k
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Next, the cobalt-vanadium coating was deposited
using a pulse electrolysis mode. The resulting coating
has a satisfactory quality: they are uniform,
microcrystalline, light-gray and shiny (Fig. 2).

2um
=

Fig. 2. Morphology of the cobalt-vanadium coating surface

The dependences of the vanadium content in
the cobalt-vanadium alloy and the coating current
efficiency on the unipolar pulse current amplitude
and the ratio of the pulse and the pause duration are
shown in 3D graphs (Fig. 3 and 4, respectively).

As can be seen from Fig. 3, the vanadium content
in the alloy is higher than 1% at current densities of
6—7 A-dm~2, and the maximum is about 1.45—1.5%
at a current density of 6 A-dm™2.

Increasing the pause period from 5-1073 s to
5-107% s at a constant pulse period leads to an increase
in the vanadium content in the alloy from 1.026 to
1.124% (Fig. 3), which confirms the assumption of
additional chemical reduction of vanadium in vanadyl-
anions by adsorbed hydrogen atoms, which were
formed in the electrochemical process during the pulse
period.
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Fig. 1. Scheme of the partial reactions course during the cobalt-vanadium coating deposition
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The current efficiency of cobalt-vanadium coating
more than 50% can be obtained at a current density
of 5—7 A-dm™2, and the maximum current efficiency
of 80% can be reached at a current density of
7 A-dm (Fig. 4) with a maximum value of the pause
period of 5-1072 s, which also indicates additional
chemical reduction of vanadium from vanadyl-anions
by adsorbed hydrogen atoms, which were formed in
the electrochemical process during the pulse period.

When the current density increases to 10 A-dm2,
the vanadium content in the alloy decreases (Fig. 3)
and the coating quality significantly deteriorates due
to the intensification of hydrogen release.

Thus, a current density of 5—7 A-dm™2 with a

Vanadium content, %

5\5 5\10 5\20 5\50 100

10\10 167\20 10050 05

Ratio pulse time / pause time, s-103

pulse and pause duration of 1-1072...5-1072 should be
considered optimal for electrolysis to obtain a coating
with the maximum vanadium content and current
efficiency.

Conclusions

1. Electrodeposition of a cobalt-vanadium alloy
coating was studied from a citrate electrolyte in
stationary and pulsed modes under similar conditions.
According to the results of X-ray fluorescence analysis,
the resulting cobalt-vanadium alloy coating prepared
in the stationary mode contains 0.017% of vanadium
and shows a current yield no more than 19%.

2. It was established that the cobalt-vanadium
alloy coating fabricated by using the pulse mode

Fig. 3. Dependence of the vanadium content in the alloys on the current density and the ratio pulse time/pause time

Current efficiency, %

A10
7

5 Current density, A-dm2

Ratio pulse time / pause time, s-10-3

Fig. 4. Dependence of the coating current efficiency on the current density and the ratio pulse time/pause time

M.D. Sakhnenko, Yu.A. Zhelavska, S.1. Zyubanova, N.V. Horokhivska, S.I. Rudneva



ISSN 0321-4095, Voprosy khimii i khimicheskoi tekhnologii, 2024, No. 3, pp. 165-170

169

contains 1.0—1.5% of vanadium, which is ten times
more than in the coating obtained via the stationary
mode. The current efficiency here was more than
50%. The obtained data confirmed the assumption
that during the pause period there was a chemical
additional reduction of vanadium from complex
vanadyl-anions by adsorbed hydrogen atoms, which
were formed in the electrochemical process during
the pulse period.

3. It was proved that the maximum vanadium
content in the alloy is 1.45—1.5% and the current
efficiency of 80% can be reached at a current density
of 5—7 A-dm™? and a pulse and pause duration of
1-1072...5:-102 s.
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OCAIKEHHS TIOKPUBIB KOBAJIbT-BAHAJIN
INPOTPAMOBAHUM EJEKTPOJI3OM

M.J[. Caxnenro, FO.A. XKeaascoka, C.I. 3wbanosa,
H.B. Iopoxiscoka, C.I. Pyouesa

B pobGoti nociigxeHo criBocaikeHHs1 KoOalibTy 3 Ba-
HallieM 3 KOMIUJIEKCHOTO IUTPATHOTO EJIEKTPOJITY y CTa-
1[IOHAPHOMY Ta iMITyJIbcHOMY pexumax. [Ipoliec mpoBoanian B
iHTepBani ryctuH ctpymy 1—15 A/nm? B cralioHapHOMY pe-
xumi ta 2—10 A/mM? B IMIyJIbCHOMY peXKMi, TIpU BapitoBa-
HOMY CIHiBBiJHOIIEHHI Yyacy iMIyJbCy A0 yacy Iay3u, B
TemriepatypHomy iHtepsaii 35—40°C ta pH 3—3,5. 3a pe3syib-
TaTaMU PEHTTeHOMIYOPECIIEHTHOTO aHali3y, MaKCUMaTbHU
BMICT BaHaJlil0 B TIOKPUTTIi, OAEpKaHOMY B PEXUMi Mporpamo-
BaHOTO eJIeKTposi3y, craHoBUThH 1,20—1,45%, 1o y aecsTku
pasziB Oilblue HiX y MOKPUTTi, OCAIKEHOMY Y CTalliOHApPHOMY
pexumi (BMicT BaHanito 0,007—0,017%) B aHaJOTiYHUX yMO-
Bax, 1[0 MOXe OYTU MiATBEPIKEHHSM TillOTE3U TIPO J0NATKOBE
BiTHOBJICHHSI BaHAJil0 3 OKCO-aHIOHIB acOpPOOBaHUMU aToMa-
MU BOJHIO, sIKi YTBOPWJIMCS Ha TOBEPXHi KaToja B IMepiof
iMmysbey. 3a pesyiabTatramu aHanizy 3D rpadikiB, BCTaHOB-
JIeHI ONTMMalbHi MapaMeTpH MPOBEICHHS TPOLECY st
oJiep>KaHHSI TIOKPUTTS KOOaIbT-BaHAIil 3 MaKCUMaJbHUM
BMiCTOM BaHaJil0 y CIUIaBi Ta BUXOAOM 3a CTPYMOM MOKPUTTSI
80%.

KuouoBi ciioBa: criiBoca/xkeHHSs!, LIMTPATHUIN €J1eKTPOJIIT,
MPOrpaMOBaHMIl €IEKTPOJIi3, MOKPUTTS KOOaIbT-BaHAMIil,
JOIATKOBE BilHOBJICHHSI.
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In the current work, the co-deposition of cobalt with
vanadium from a complex citrate electrolyte via stationary and
pulse electrolysis modes was investigated. The process was carried
out at a current density of 1—15 A-dm™? in stationary electrolysis
mode and 2—10 A-dm2 in pulse electrolysis mode, with variable
ratio of pulse time to pause time at a temperature range of 35—
40°C and pH 3.0—3.5. According to the results of X-ray
fluorescence spectrometry, the maximum content of vanadium
in the coating obtained via the programmed electrolysis mode is
1.20—1.45%, which is tens of times higher than in the coating
deposited by the stationary electrolysis mode (vanadium content
of 0.007—0.017%) under similar conditions. The obtained results
may confirm the hypothesis of additional vanadium reduction
from oxo-anions by adsorbed hydrogen atoms formed on the
cathode surface during the pause period. Based on the results of
the analysis of 3D graphs, the optimal parameters of the process
for fabricating a cobalt-vanadium coating with the maximum
vanadium content in the alloy and a coating current efficiency of
80% have been established.

Keywords: co-deposition; citrate electrolyte; programmed
electrolysis; cobalt-vanadium coating; additional reduction.
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