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Successive ionic layer deposition of Co-doped Cu(OH)2 nanorods
as electrode material for electrocatalytic reforming of ethanol
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In this work, a facile and cost-effective layer by layer method was proposed to synthesize novel high stable and effective electrode material based on
the Co-doped Cu(OH)2 nanocrystals. The crystals have orthorhombic structure and a rod-like morphology with a 23±2 nm in width and 43±4 nm
in length. The composition of the nanocrystals corresponds to the 1 % Co-doped Cu(OH)2 by EDX with no noticeable impurities as it was found by
FTIR spectroscopy. It was shown that nickel electrode modified with nanorods is characterized by an overvoltage value of −347 mV at 10 mA/cm2 ,
which is 250 mV lower than that of an initial pure nickel electrode. The value of Tafel slope that reaches 138 mV/dec, high stability of the Co-doped
Cu(OH)2 nanorods in chronopotentiometric (10 hours) and cyclic volamperometric (500 cycles) tests allows us to consider them as a prospective
basis of electrode materials for the hydrogen evolution from renewable water-alcohol sources.
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1.

Introduction

The interest in the development of a clean and renewable energy source has been increased over the last few
decades due to increased energy needs, the depletion of fossil fuel reserves and environmental pollution. Hydrogen
is most often considered as such energy source [1]. There are various methods of hydrogen production, such as
steam reforming [2], water electrolysis [3, 4], biological processes [5] and photoelectrolysis [6, 7]. In recent years, a
method of hydrogen production from water-alcohol mixtures (or, as it is called electrochemical reforming or ECR)
is being developed as an alternative technique to the water electrolysis because of the lower energy requirements [8].
However, the wide application of this method is limited because of the scarcity and high cost of Pt electrodes. Thus,
the alternative electrode materials are the main research objective in this area.
Various cost-efficient nanomaterials have been developed for hydrogen evolution reactions, including oxides [9,
10] sulfides [11–13], phosphides [14–16], carbides [17], nitrides of d-elements [18], and composites with other materials [19–21]. However, among them, Cu-based materials are much less explored for hydrogen evolution, due to
the instability and low catalytic efficiency, despite the fact that such materials have much higher electrical conductivity [22]. Those Cu-based materials seem to be promising electrode materials, basic for the ECR process, in the cases
of solving the problem of their effective production and increasing of their functional characteristics.
There are two main strategies for improving the hydrogen evolution performance of Cu-based materials: the first
one is to form nanocomposites by heteroatom doping; and the second is to construct nanostructures with specific
morphologies with high surface area, such as nanowires, nanotubes, and nanosheets [23–25]. Both of strategies, as it
will be shown below, can be attained by using successive ionic layer deposition (SILD) which is a kind of layer-bylayer methods [26, 27].
The layer-by-layer method is one technique that allows the synthesis of the nanocomposites mentioned above [28–
30]. It is based on the sequential absorption of precursors on the substrate surface, followed by the removal of
excess reagents. The result is a film of the synthesized substance, the thickness of which increases with repetition of
adsorption reactions in proportion to the number of processing cycles [31]. This approach allows one to synthesize
nanoparticles with non-isometric morphology and to finely vary their composition by changing the composition of the
reaction solutions. So, the aim of this work is to investigate the structure and electrochemical properties of Co-doped
Cu(OH)2 non-isometric nanoparticles, synthesized via the SILD method, and the possible use of this nanocomposite
as a suitable material for hydrogen evolution via electrochemical reforming of the water-ethanol solution.
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Experimental

Monocrystalline silicon plates with the orientation of [100] and nickel foam plates (JSC ECAT, 90 PPI) with the
size of 5 × 20 mm were used as substrates for nanocomposite synthesis. Before synthesis, these plates were treated
in acetone for 10 minutes in an ultrasonic bath. Then, silicon plates were etched with concentrated HF for 15 minutes
and nickel foam plates were treated with 6 M HCl solution for 15 minutes. After that, the silicon plates were treated
for 20 minutes in dilute aq. KOH solution with pH = 9.0. Finally, all wafers were washed with deionized water and
air-dried at 80◦ for 30 minutes.
The nanocomposite was synthesized on the substrates using a layer-by-layer technique. During the synthesis, the
wafers were immersed for 30 seconds into the solution containing 0.1 M Cu(CH3 COO)2 and 0.01 M Co(CH3 COO)2 ,
distilled water, solution of NaOH with pH = 9 and again distilled water. This treatment considered as one layer-bylayer cycle.
The elemental analysis and morphology of the synthesized sample were studied by energy dispersive X-ray analysis (EDX) and scanning electron microscopy (SEM) using Tescan Vega 3 SBH scanning electron microscope equipped
with an Oxford INCA x-act X-ray microanalysis device. X-ray phase analysis was performed on a RigakuSmartLab 3
X-ray powder diffractometer, phase analysis of the composition was performed using ICDD PDF-2 powder database.
The average crystallite size (coherent-scattering regions) was calculated from the broadening of X-ray diffraction
lines using the Scherrer formula. FTIR spectra were obtained using Shimadzu IRTracer-100 FTIR spectrometer in the
spectral range from 350 cm−1 to 4000 cm−1 with a spectral resolution 2 cm−1 .
Electrochemical properties of obtained electrodes for electrochemical reforming were investigated using potentiostat Elins P-45X and a three-electrode cell. Nickel foam plate with nanocomposite film deposited via the layer-by-layer
method was used as a working electrode, the Ag/AgCl electrode was used as reference electrode and a platinum foil
was used as a counter electrode. All measurements have been carried out at atmospheric pressure and room temperature in aq. 1 M KOH solution with 10 % (by volume) ethanol as the electrolyte. The voltammogram was made at
5 mV/s sweep rate with IR compensation (1.3Ω). Chronopotentiogram was made at a current density of −10 mA/cm2 .
3.

Results and discussions

According to the XRD pattern (Fig. 1), the only phase in the sample is copper (II) hydroxide Cu(OH)2 with the
orthorhombic structure (JCPDS 13-420) with Cmcm space group.

F IG . 1. XRD pattern of Co-doped Cu(OH)2 nanorods on a silicon wafer
Refining of the unit cell parameters of this sample using Rietveld method yielded the following results: a =
2.9489 Å, b = 11.1141 Å, c = 6.2414 Å, α = β = γ = 90◦ , Rwp = 5.41 %. A significant difference in the
broadening of the X-ray diffraction lines in individual crystallographic directions indicates the anisotropic shape of
the Cu(OH)2 crystallites. Analysis of these data using the Scherrer formula allowed us to establish the size of coherent
scattering region: in the [111] direction – 23±2 nm, in the [002] direction – 43±4 nm. Thus, taking into account
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the exact arrangement of these crystallographic planes in crystals with an orthorhombic structure [32], it could be
concluded that the obtained nanocrystals have a morphology of nanorods, which is also confirmed by scanning electron
microscopy (Fig. 2(b,c,d)).

F IG . 2. a – EDX spectrum; b,c,d – SEM images of Co-doped Cu(OH)2 nanorods on a silicon wafer
The results of scanning electron microscopy indicate that the synthesized nanocrystals of Co-doped Cu(OH)2 are
in the sample in the form of agglomerates with micron sizes (Fig. 2(a)). Only at a higher magnification, it becomes
noticeable that each agglomerate consists of a large number of copper hydroxide nanorods. However, the nanorods
observed on SEM images have a submicron length, which differs from the crystallite lengths, about 40 nm, estimated
on the base of X-ray diffractometry data. Thus, these submicron nanorods are non-oriented intergrown nanocrystals
of Co-doped Cu(OH)2 . The similar structure of micron and submicron rods based on intergrown nanocrystals was
observed earlier in work [33]. The EDX analysis shows that synthesized nanocrystals include cobalt atoms with
Cu/Co ratio equal to 99.0 %: 1.0 %. Thus, 1 % Co-doped Cu(OH)2 nanorods were synthesized as a result of the
successive ionic layer deposition.
Figure 3 shows the FT-IR spectra of the obtained nanocomposite. The strong and broad absorption band at around
3300 cm−1 and a sharp peak at 3571 cm−1 is attributed to the stretching mode of –OH groups, which indicates the
presence of hydroxyls in the free water and in the copper hydroxides, correspondently. The bands at 913, 1358, and
1561 cm−1 are attributed to the bending mode of H2 O and CO2 coordinated to metal ions [34] that is the result
of adsorption of these substances by the developed surface of the hydroxide obtained. Three intense bands at 683,
610, and 512 cm−1 are attributed to Cu–O vibrations and additionally confirm the presence of copper hydroxide. No
absorption bands were detected, associated with the presence of cobalt and only a subtle shift in the absorption bands
of the Cu–O bonds was observed with respect to pure copper hydroxide [26].
The electrochemical investigations show that the synthesized nanocomposite could be successfully used in electrochemical reforming of ethanol. Electrocatalytic properties were characterized by cyclic voltammetry and chronopotentiometry shown in Fig. 4.
The overpotential of hydrogen evolution for the initial sample and the sample after 500 cycles of charge-discharge
was determined from the polarization curves obtained at 5 mV/s scanning rate. The initial sample shows overpotential
about −347 mV at current density 10 mA/cm2 . For the original nickel electrode, the overpotential value at this current
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F IG . 3. FTIR spectrum of Co-doped Cu(OH)2 nanorods

F IG . 4. a – polarization curves, b – Tafel slop, c – cyclic stability and d – chronoamperogramm of
Co-doped Cu(OH)2 nanorods
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density is about −600 mV, thus the overvoltage on the cobalt-doped copper hydroxide electrode improved by 250 mV
and approached the advanced electrode materials based on d-elements oxides [3, 4, 20]. A slight difference in the
change of overpotential after 500 charge-discharge cycles indicates good electrochemical stability and low degradation
of the obtained material.
The microkinetic characteristics of the samples were determined from the Tafel slope. The value of the Tafel slope
was calculated using formula η = a · log(i), where η – overpotential of HER reaction, i – current density, a – Tafel
slope, from the linear part of the overpotential and it reaches 138 mV/dec and 163 mV/dec after 500 charge-discharge
cycles (Fig. 4(b)). The obtained value of the Tafel slope is characteristic for electrocatalyst based on transition metal
oxides and hydroxides during the HER reactions in an alkaline aqueous medium, as was previously noted [35]. It
should be noted that after 500 charge-discharge cycles, the Tafel slope increases significantly (by 25 mV/dec), which
indicates a change in the mechanism of hydrogen evolution from the catalyst surface. In our opinion, the observed
effect may occur due to a change of surface morphology during cycling, at the same time the overvoltage changes
insignificantly. The chronopotentiometry was used to characterize the stability of the material in a stationary mode at
a given current density of 10 mA/cm2 . The measurements show that this nanocomposite is effective through all 10
hours of work and 500 cycles of voltammetry. Thus the results of electrocatalytic studies confirm that the Co-doped
Cu(OH)2 synthesized via successive ionic layer deposition can be considered as an effective and high stable material
for hydrogen production by electrocatalytic reforming of water-ethanol solutions.
4.

Conclusion

In this work, a successive ionic layer deposition method was used to synthesize Co-doped Cu(OH)2 nanocrystals
with rod-like morphology. As it was shown by XRD and SEM, nanocrystals of Co-doped Cu(OH)2 have 23±2 nm
in width (for [111] crystallographic direction) and 43±4 nm in length (for [002] crystallographic direction) and form
agglomerates of the same width and micron-submicron length. The results of EDX, XRD and FTIR investigations confirmed the high purity of the synthesized Co-doped Cu(OH)2 nanocrystals with Co content of 1 at. % in relation to Cu.
Electrochemical investigation of the electrode with Co-doped Cu(OH)2 shows overpotential values of 347 mV at a current density of 10 mA/cm2 and Tafel slope values of 138 mV/dec for hydrogen evolution from water-ethanol solution
(10 % v/v). In addition, it was found that the resulting electrode material has high stability in both chronoamperometry
mode and in voltammetric cycling mode. On the base of this results, Co-doped Cu(OH)2 nanorods synthesized via
layer by layer approach, could be considered as a prospective basis of electrode materials for electrocatalytic reforming
of ethanol.
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