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ARTICLE INFO ABSTRACT

Keywords: Electrodeposited nickel coatings are applied in functional applications to modify or improve corrosion resistance,
Nickel hardness, wear, magnetic, and other properties. In this work, Nickel deposits were produced by simple pulse

Pulse plating electrodeposition using a free-additive Watts bath. It has been shown that pulse current deposition is able to

ﬂectrl?dleposuwn produce coatings with excellent properties in morphology, particle distribution, structure, grain size, hardness and
orpholo; - . . A
MicrI:)s trucgt}; e wear resistance. Pulsed techniques present a larger number of variables, so we propose to optimize the parameters

which define the pulsed current to obtain deposits with improved properties. The optimization of the conditions
of deposition was established and the influence of pulse parameters, namely, pulse on-time, off-time and average
current density, on the grain size, surface morphology and crystal orientation was determined. The morphology of
the coatings was characterized by observations in scanning electronic microscopy (SEM). X-ray diffraction in
symmetric mode was also used to evaluate the structure and principal crystallographic orientations of the de-
posits. The study showed that pulse current results in better properties of deposits and significantly refined the

crystal grain.

1. Introduction

Electroplating is one of the most commonly used surface-finishing
processes that can satisfy the requirements of decorative and functional
applications. Electrodeposition of metallic coatings is attractive due to:
(a) low cost, as it involves minor modification of conventional electro-
deposition technologies (b) easy of control, as the electrodeposition pa-
rameters can be easily controlled to produce the required crystal grain
size, alloy chemistry and texture in order to improve mechanical or
electrochemical properties [1-3], and (c) versatility, as the codeposition
technology can produce a variety of innovative materials such as nano-
composites [4]. Electrodeposition of nickel has been widely investigated
because of its particular mechanical properties in numerous industrial
applications. The Ni deposits are used in the industry to improve wear
and corrosion resistance, to repair eroded metals, to change the di-
mensions of small size pieces, to improve magnetic properties, to prepare
the substrate surface for glazing or producing the organic coating, and
other purposes. A brief summery and usual behavior of nickel electro-
deposition is given in Table 1.

Many experimental works were published [13-19] in order to un-
derstand the relation between electrodeposition parameters and
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metallurgical states of the electrodeposits. The mechanism of nucleation
and growth of Ni coatings was thoroughly described and in most cases,
illustrated from results coming from Watts baths [20-22]. Watts bath is
largely described in literature, even if some recent works suggest that
sulfamate based baths permit to reduce internal stresses favoring the
elaboration of thick coatings [23].

The synthesis of nickel by pulse electrodeposition has attracted much
attention during the last decades [24,25]. Pulse electrodeposition can be
used as a mean of producing unique structures with improved properties,
i.e., coating with properties not available from direct-current plating
[26]. Pulse electrodeposition has been reported to improve the deposi-
tion process and deposit properties such as porosity [27], ductility [28],
hardness [29] and surface roughness [1].

Pulse electrodeposition yields a finer-structure and more homoge-
nous surface appearance of the deposit because a higher instantaneous
current density is applied during deposition by pulse current electro-
plating compared with direct current plating. Increase of the cathodic
current density during pulse electroplating permits to increase the
nucleation rate leading to the formation of finer structures as suggested
by Mishra [30,31]. It was recently shown the contrary in cases of sulfa-
mate baths where a finer structure is obtained for the lowest values of
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Table 1
Summary of results of research conducted on the nickel Coating.

Author Work Reference

Boukhouiete Studied the effect of deposition current density on [5]
et al. microstructure and surface morphology of

electrodeposited nickel coatings The optimum

conditions of deposition were established and the

influence of current density on the grain size, surface

morphology, and crystal orientation was

determined.

Used in situ scanning tunneling microscopy (STM) [6]

and cyclic voltammetry (CV), investigated the

growth mechanism of ultrathin layers of nickel and

cobalt that were electrodeposited from dilute

sulphate solutions onto gold.

Examined the interaction of additives with the [71

cathode during nickel electrodeposition in the Watts

electrolyte

Studied the influence of different metallic substrates [8]

on nickel electrodeposition from a chloride

electrolyte. Cyclic voltammetry and potential step

transient measurements were determined for

platinum, nickel and iron electrodes.

Performed experiments investigating the quality of [9]

surface finishes (surface roughening) in pulse and

pulse reverse current deposition of nickel It was

shown that pulse deposition produced significantly

better deposits in terms of surface roughening

Performed crystallographic texture analysis on [10]

samples of nickel deposited from a sulphamate bath

for improvement of magnetic and mechanical

properties The specific crystal orientation depends

on electrocrystallisation circumstances. It was

shown pulse reverse current deposition significantly

influences these circumstances.

Performed a comparative study of DC and pulse [11]

current deposition in Watts electrolyte. It was shown

that pulsing the current lowered the mean stress,

increased the microhardness, increased the current

efficiency, greatly reduced burning and peeling in

high current density areas of the samples and

improved deposit distribution.

Reported that with increasing pause to pulse ratio in [12]

pulsating current deposition leads to a decrease in

the size and increase in the number of growing

grains.

Allongue et al.

Evans et al.

Serek et al.

Qu et al.

Chan et al.

Hadian et al.

Popov et al.

current densities. An evolution of the coating texture was reported when
current densities decrease, from a strong (100) orientation at high cur-
rent densities, to a non textured (random orientation) microstructure at
low current densities [32]. The reduction of the nodule size was attrib-
uted to the incorporation of impurities, essentially light element like
oxygen, hydrogen or nitrogen that could affect the growth of the nickel
nucleus, this assumption was supported by the fact that cathodic effi-
ciency also decreases in the same way.

It has been reported that pulse plating strongly modifies the proper-
ties, the structure, the surface morphology and the macroscopic charac-
teristics of nickel coatings. Pulse electrolysis is thus a powerful means to
disturb the metal-catholyte interface and hence offers an opportunity of
preparing nickel deposits with well-defined properties and significantly
refined the crystal grain [33,34]. The reduction of grains sizes has been
found to offer substantial grains in the properties of the deposited metal
such as the hardness and the corrosion resistance.

In simple pulse (sp) electrodeposition process, the average current

Table 2

Range of variation of electrochemical parameters during sp electrodeposition.
jp (mA/cm?) 10< j, < 1820
ton (ms) 3< ton <15
tofr (ms) 10<tog <100
¥ (%) 3<y <100
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density (jm) is equivalent to the current density applied in the continuous
electrodeposition process and is defined as:

Jm = Jponlton + tofr

Where jp, is the average current density, j, is the peak current density
applied during the synthesis of the coating, toy is the time of the cathodic
pulse (on time) and to is the time between pulses (off time).

During the off time, it was reported that a relaxation occurs at the
cathode interface permitting to renew the composition of the electrolyte
that was previously disturbed during the on time cycle. It was also re-
ported that adsorption and desorption of impurities like light elements
could occur during this stage and would modify the growth of the nucleus
[35].

In general, the results of pulse-plating experiments obtained by
different researchers are difficult to compare and, in many cases, con-
tradictory. This is because of (1) the complexity of the electrodeposition
process, (2) the rather large number of experimental variables involved
in pulse plating and (3) the lack of a clarified and standardized procedure
in investigating the general effect of a particular pulse-plating parameter.
Regarding the last point, most researchers [36,37] usually cite the in-
fluence of duty cycle, y or pulse frequency, f, on deposit structure and
morphology. However, these parameters are mathematical extracted
quantities from the compelled pulse parameters, namely, pulse on-time
(ton) and pulse off-time (tof), and therefore do not reflect the effects of
these parameters. For example, the effects of pulse on and off time on
electrodeposition of nickel, by varying the pulse frequency at constant
duty cycle and peak current density were reported [36,37]. However, by
varying the pulse frequency in this manner, both the on-time and off-time
change simultaneously and hence it is difficult to ascertain the influence
of on-time or off-time separately. It seems that it is quite complex to
determine clearly the impact of each parameters on the morphology and
structure of the nickel based deposits, so we have investigated the
comparison of the nickel deposits obtained from conventional
direct-current (DC) methods with coatings resulting from simple pulse
plating methods, conserving the global deposit charge as constant during
this approach.

2. Materials and methods

Nickel coatings were deposited galvanostatically using a free-additive
Watts bath. No additives were used in order to limit the incorporation of
pollutants resulting from surface adsorption or electro-activity of these
compounds. The bath contained 300 g/L NiSO4.7H20, 45 g/L
NiCly.6H20, and 45 g/L H3BOs. Solutions were prepared by dissolving
pure salts in ultrapure water (18.2 MQ cm) and pH was then adjusted to
4.5 by adding sodium hydroxide.

A nickel sheet of 99.99% purity contained in a polypropylene anode
bag was used as a soluble anode and quite pure 99.5% polycrystalline
nickel (obtained from Goodfellow society) with an exposed surface of 2
cm? as cathode materials.

Prior to deposition, the nickel substrates were mechanically polished
with silicon carbide (paper of 600-4000 grits), sonicated for 2 min,
rinsed with ultrapure water and dried.

The coatings thickness was fixed at about 50 pm by controlling the
plating time. Gravimetric measurements were previously performed in
order to check the cathodic efficiency and then to correct the deposit time
in order to reach the required thickness.

Electroplating was performed in a three-electrode cell by using a VSP
Biologic potentiostat/galvanostat coupled to a current amplifier VMP 3B-
10 and driven by EC-lab software.

A specific support was designed in order to keep constant the distance
between each electrode during electroplating. Anode-cathode distance is
kept constant at 3 cm. The reference electrode was a saturated calomel
electrode (SCE) inserted to the cell through a Luggin-Haber capillary
tube. The distance between the capillary tube tip and the working
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Fig. 1. SEM images of nickel coatings electrodeposited under direct current at
(a) 50; (b) 100 mA/cm?.

Table 3
Evolution of the average nodule size deduced from SEM observations of Nickel
coatings prepared by direct-current from a Watts Bath.

j(mA/em?) dsgw (um)
50 1.48 £0.74
100 1.821.38
Table 4
Parameters of pulsed electrodeposition of Nickel at constant to, and jp,.
ton (ms) o (ms) Jm (mA/cm’) Jp (mA/c’) v (%)
5 10 50 150 33
5 50 50 550 9.1
5 920 50 950 5.2
5 100 50 1050 4.7

electrode was 2 mm. The plating temperature was kept constant at 60°C
using a Julabo cryothermostat and the solution was mechanically stirred
during the deposition.

Coatings were prepared in galvanostatic mode either with direct-
current (DC) or with pulsed conditions. Simple pulse (sp) electrodepo-
sition was used for the synthesis of the coatings.

Parameters like on-time (t,n), off-time (tof) and pulse current density
(jp) were varied in order to assess to their influence on the morphology
and microstructure of the coatings. Table 2 presents the range of evolu-
tion of these parameters.

Surface morphology of the deposits was studied by scanning electron
microscopy using a SEM-FEG Quanta Philips 200F operating at 20 kV as
acceleration voltage.

The deposit structures under various plating were characterized by X-
ray diffraction using a Brucker apparatus (AXS D8-Advanced) diffrac-
tometer equipped with a Cu-Ka radiation(h = 0.15405 nm). Diffracto-
grams were recorded with a step size of 0.04° for 20 ranging from 40° to
100° and the Ka2 peak and background were removed.

3. Results and discussion
3.1. Ni coatings deposited under direct current

For reference two coatings were prepared from Watts bath in
continuous mode at current densities of 50 and 100 mA/cm?. Fig. 1 il-
lustrates SEM observations of the surface of these samples. It can be seen
that Surface morphology of nickel deposit is heterogeneous and
composed of many large pyramidal-shaped crystallites and a few fine
grains at is surrounding. This pyramidal growth is typical way of field-
orientation texture that is the preferential growth in the direction of
electric field [38].
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Fig. 2. Influence of t,¢ on surface morphology of nickel deposited from a Watts
Bath at 60° with constant t,, of 5 ms and j, of 50 mA/cm?: (a) 10; (b) 50; (c) 90;
(d) 100 ms.

Table 3 presents the average sizes of the nodules deduced from the
SEM surface observations, and evaluated for different configurations at
the same magnification using the intersection methods through the two
image diagonals. The average size of nodules effectively increases with
the current density.

3.2. Ni coatings deposited under pulse regime

3.2.1. Effect of off-time

Table 4 illustrates the pulse plating parameters and average current
densities jn, used to investigate the influence of pulse off-time on surface
morphology and crystal orientations.

Fig. 2 presents the SEM observations of the different coatings per-
formed when off time is increased. The average current density was fixed
at 50 mA.cm%, corresponding to an heterogeneous microstructures pre-
viously described. For values of t,¢ between 10 and 20 ms, the
morphology (Fig. 2a) is heterogeneous presenting large pyramids inter-
connected by a finer matrix. This type of morphology has already been
observed in continuous mode and corresponds to the formation of in-
stabilities on the interface that promotes the local growth of grains
compare with the rest of the matrix for which growth rate seems to be
quite constant. We can assume that the presence of these large coarse
pyramids is probably due to heterogeneities in the growth rate probably
associated to local chemical variation of the species concentration at the
vicinity of the electrode during the restauration period. Furthermore, it
was shown that small values of t¢ are not sufficient to restore the initial
concentration of electroactive species in the electrolytic interfacial layer.
Decrease of the concentration of Ni2* cations in the diffusion layer will
promote the reaction of reduction of the proton due to the low hydrogen
overvoltage on nickel. However, the competition between the reduction
reaction implying these two cations Ni®* and H' slows down the
reduction kinetics of nickel reduction.

For high values of tyf (90 and 100 ms), the morphology becomes
more homogeneous, smoother, more compact and composed of very fine
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Table 5
Evolution of the average nodule size deduced from SEM observations with the
off-time value.

Journal of the Indian Chemical Society 99 (2022) 100331

Table 6
Evolution of the texture index with the current density for coatings deposited in
pulsed regime for different t,¢ values.

togr (ms) Jjp (mA/cm®) Y (%) dsgy (um)

Plating conditions Texture index

10 150 33
50 550 9.1
90 950 5.2
100 1050 4.7

1.96 £1.26
1.65 + 0.98
1.18 £ 0.52
0.77 £ 0.35

(200) (220

Lims

intensity

50ms

S0ms

100ms

40 50 B0 0 80 0 100 "o

26(degree)

Fig. 3. XRD patterns showing the influence of t.¢ on the crystal orientation of
nickel deposits with constant average current density j, of 50 mA/cm? and toy of
5 ms.

pyramids as observed in Fig. 2c and 2d. We also note the disappearance
of the large coarse pyramids. We can deduce that the increase of t,¢ has a
beneficial effect on the morphology of deposits.It is know that a long off
time is required for desorption of non required species adsorbed on the
surface or inserted into the solid phase [39]. Moreover, the redistribution
of hydrogen near the electrode during the off-time permits to activate
additional nucleation sites favoring homogeneous microstructure. In-
crease of the off-time is associated with a drastic increase of the current
density linked to the pulse plating. So the density of nucleation sites
normally increases with the current density of the pulse. So the formation
of smaller nuclei is favored. Furthermore, the off-time increase permits to
limit the metallic ions depletion in the electrolyte double layer, leading to
homogenous coating morphology. But this parameter should be opti-
mized because the off-time period was also reported as promoting the
growth of the nucleus.

Table 5 presents the average size of the nickel nodules deduced from
SEM observations presented in Fig. 2. As it was noticed, when the current
density of the pulse (jp) is increased, the size of the nodules is slightly
reduced from 1.96 to 0.77 pm. The evolution of off-time period can not
be easily associated with the nodule size evolution. The morphology
becomes more uniform as the range of nodule size also becomes narrow.
So the off-time evolution probably affects the growth mechanism
permitting a more uniform and narrow distribution of nickel nodules.

Finally, it seems that the off-time value of 100 ms would be optimal
for obtaining a fine and uniform morphology. Electrocrystallization
mechanism of nickel from the Watts bath were largely investigated in the
literature [30,31,33,40-42], and it was reported that the
rate-determining stage corresponds to the step associated to charge
transfer leading to adsorbed species and replenishing double layer of
electroactive species. Increasing the t,¢ can not lonely explain the
structure refinement, because it is combined with high pulse current

Jm (mA/
cm)

ton(ms)  tog(ms)  Naiy Neooy Ne20) Neiny  Nezo

50
50
50
50

100 0.751 1.161 0.374 2.345 0.954
90 0.883 0.426 1.033 2.495 1.243
50 0.769 0.963 0.308 2.680 1.012
10 0.853 1.240 0.337 1.772 1.018

[S1 BN, BN, BNy |

density j, that allows the activation of a larger number of nucleation sites.

The X-ray diffraction diagrams, presented in Fig. 3, of the deposits
obtained in pulsed mode by varying the value of tog show that the spectra
are quite similar to those of deposits prepared in direct current. For low
values of off time, the coating morphology is quite similar to that ob-
tained in direct current, and a random orientation characterizes the
microstructure of the coating. When the tqg is increased (and so on the
pulse current density), the morphology becomes more homogeneous and
the nodule size is progressively reduced. The nodules present a pyramidal
shape for the whole conditions, and a preferentially (200) orientation is
marked when ty¢ reaches 100 ms. According to Amblard et al. [43,44],
the free mode of growth for electrolytic Ni, which corresponds to <100>
texture, is associated with the adsorbed intermediate (NiOH),4s. More
recently, the effect of hydrogen adsorption on nickel adatoms mobility
and on other events occurring at the growing interface was theoretically
evaluated [45]. These calculations suggest that the effects of hydrogen
adsorption strongly depend on surface orientation. So, the off-time
period favors the desorption of interfacial inhibitors such as Hy or
Ni(OH), promoting the growth of specific crystal orientation.

It was found that the application of the pulse current technique in-
fluences the composition of the electrolyte at the electrode interface
owing the desorption of impurities during the relaxation time that would
modify the structure and the properties of the deposits [2,46]. However,
it is necessary to limit the off-time because it was reported that high
values lead to morphological and microstructural deterioration of the
coating.

Table 6 presents the texture index deduced from XRD patterns of the
coatings synthesized at different values of off-time. The relative texture
coefficient Nnx1y was used to determine the preferred crystalline orien-
tations of the deposits and to evaluate their qualities [47]. Ngy is
defined as:

IF iy /IP(

hkl)

N(hkl) = 100 %

S (IF
2( (hkl)/ IP(hkl))

where IF) and Ipniy are the diffraction intensities of the (hkl) plane
measured in the diffractogram for the deposit and the standard Ni
powder sample (JCPDS n°04-0850). A value of Ny > 1 indicates a
preferred orientation of the (hkl) reflection compared with the random
distribution of the grains. According to Table 6, the texture index values
do not permit to distinguish eventual preferential orientations, it can only
be observed that for high off-time values, the <111> index slightly

Table 7
Plating conditions of nickel coatings deposited at 60°C in pulsed mode with
constant values of tog and jy,.

ton (ms) toy (ms) jm (mA/cm)? Jp (mA/cm)? 7 (%)
3 100 50 1716.66 2.91
5 100 50 1050.00 4.76
9 100 50 605.55 8.25
15 100 50 383.33 13.04
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Fig. 4. SEM micrographs showing the influence of t,, on surface morphology:
(@)3; (b)5; ()9 ()15 ms.

decreases and the <100> becomes predominant. In the range of exper-
imental parameters, the evolution of texture index is not enough signif-
icant so as to suggest modification of the growth mechanism with off-
time evolution.

3.2.2. Influence of on-time on plating deposits

The influence of on-time parameter on crystal morphology and
orientation of nickel deposits was investigated with constant pulsed
current density and off-time (Table 7). The latter parameter was fixed at
toff = 100 ms as this value leads to a drastic improvement of the coating
morphology.

Fig. 4 presents the SEM observations of the coatings performed at
different values of on-time ranging from 3 to 15 ms. The influence of the
on-time on the morphology of nickel deposits shows that the morphology
of the deposit is strongly influenced by the change of on time. For t,, = 3
ms, the texture of deposits is formed by heterogeneous large pyramids
surrounded by unifacetted crystallites. The density of large pyramids is
very low for small values of ton. Between t,, = 5 and 9 ms, the structure
changes drastically and becomes more uniform, more fine, formed by
very thin well-facetted pyramidal-shaped crystallites. By increasing the
ton to 9 ms particle size is much fine, which is surprisingly due to the fact
that intensity of the pulse is less important compared with t,, = 3 ms and
5 ms. A further increase of the on-time parameter to 15 ms results in the
reappearance of the larger pyramidal-shape crystallite structure (Fig. 4d)
and the structure becomes randomly oriented. This difference in
morphology could be linked to a local modification of the nucleation-
growth mechanism of nickel. As reported by many studies, high
cathodic overpotentials favor great nucleation rate promoting a refine-
ment of the microstructure. When the on-time parameter is decreased,
the pulse current progressively becomes higher, so the cathodic over-
potential should favor the formation of small crystallite. But we can
observe that the lowest value of ton effectively leads to a refinement of
the crystallite, but heterogeneities are observed due to local coalescence
of few crystallites.

Another explanation for the refinement of crystallite when on-time

Journal of the Indian Chemical Society 99 (2022) 100331

Table 8
Evolution of the average nodule size deduced from SEM observations with the on
time value.

ton (ms) jp (mA/cm?) ¥ (%) dsgyr (m)

3 1716.66 291 2.04 £ 0.75
5 1050 4.76 0.77 £ 0.35
9 605.55 8.25 0.71 £0.17
15 383.33 13.04 2.11 £ 1.19

"1

20 20 M
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M i 15ms

intensity
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g

Ims

L
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80 80 100 10

40 50 60 257?(,99’59)
Fig. 5. XRD patterns showing the influence of t,, on the crystal orientation of
nickel deposits with constant j, of 50 mA/cm? and tog of 100 ms.

decreased that longer on-time lead to an increase in the amount of
hydrogen that provokes the shift of the pH of the nickel/electrolyte
interface toward more basic values, enhancing the adsorption and co-
deposition of basic insoluble compounds such as Ni(OH)2.The adsorp-
tion or incorporation of these insoluble species at the active growth sites
is believed to have inhibiting effect leading to finer-grained structure
[48]. Explanation of the reappearance of large pyramids at high toy
values (15 ms) could be associated with the redistribution of partial
current reduction of nickel and hydrogen. Hydrogen evolution becomes
significant [48], it is assumed that the major part of the applied current is
consumed by the reduction of the proton leading to a low current of
deposition of nickel favoring the formation of larger grains. Yoshimura
[49] reported such a decrease in the current efficiency for palladium
deposition and a corresponding increase in co-deposition hydrogen at
longer ton. On-time value close to 9 ms seems to be the optimal value in
order to reach finer structures (see Table 8), compact and homogeneous
texture. So it was shown that t,, must be smaller than the value of pulse
limiting current density (jL). The pulse ton must be short to stay below
the (jp), but sufficiently long to fully charge the double layer [47]. But,
the changes of microstructure and properties of deposits can not only

Table 9
Evolution of the texture index with the current density for coatings deposited in
pulsed regime for different t,, values.

Plating conditions Texture index

Jm (mA/ fon ‘off Nainy  Neooy  Nezz2o) N@in Neag
cm?®) (ms) (ms)

50 3 100 0.466 2.999 0.143 0.399 0.489
50 5 100 0.751 1.161 0.374 2.345 0.954
50 9 100 0.505 3.092 0.0996 0.412 0.434

50 15 100 0.489 2986  0.094 0.412 0.413
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Table 10

Parameters of pulsed electrodeposition of Ni coatings at constant ton and toff.
ton (ms) to (M) jm (MA/cM®)  J, (mA/em®) Y (%) dsem (pm)
9 100 50 605.55 8.25 0.71 £ 0.17
9 100 100 1211.11 8.25 0.43 £0.11
9 100 150 1816.66 8.25 1.05 £ 0.24

Fig. 6. Influence of j, oinfluence of j,, on surface morphology of nickel deposits
with teg of 100 ms and t,, of 9 ms (a) 50(b) 100 and (c) 150 mA/cm?.

attributed to the change of t,,, because when t.¢ and average current
density (J;,) were kept constant, t,, was increased, however, J, could not
be kept constant, it was unable to determine whether changes on the
surface morphology and microstructure of electrodeposits were caused
by changes of ton and/or J,,. Then, it may be concluded that increasing of
the pulse on-time and the peak current density (J,) can refine grains.
Evidently, with the increase of J;, cathode polarization increases corre-
spondingly, at higher overpotential, the nucleation rate increases so the
deposits are thinner.

Fig. 5 presents the diffraction diagrams of the coatings realized at

(200)

l (220)

(:ﬂ 1) (222) 150mA/cm2

intensity

100mA/cm2

o~ 50mA/cn?

40 50 60 70 80 90 100 110
26(degree)

Fig. 7. XRD patterns showing the influence of the average current density on
the crystal orientation of nickel deposits with constant on time of 9 ms and off
time of 100 ms.
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Table 11
Evolution of the texture index with the current density for coatings deposited in
pulsed regime for constant t,, and t.g values.

Plating conditions Texture index

Jm (MA/ ton Loy Nain  Neooy Ne200 N@iy  Neaoy
cm®) (ms) (ms)

50 9 100 0.505 3.092 0.099 0.412 0.434

100 9 100 0.725 2.076 0.281 0.857 0.752

150 9 100 0.698 2.525 0.145 0.339 0.416

different values of ton with an average current density corresponding to
50 mA.cm-2. The diffraction diagrams of the coating synthesized at the
same current density in direct current mode is also presented as refer-
ence. The reference sample presents a randomly oriented texture whereas
the XRD diagrams of all the coatings performed at different ton values
reveal the presence of preferential (200) orientation, as demonstrated in
Table 9 where the texture index of (200) orientation is largely higher
than 1.

The texture of the deposits is mainly due to the effect of toff as it has
been already reported in previous paragraph. According to the literature
[35], the modification of ton affect mainly the evolution of the chemical
composition of the double layer and determines the surface morphology
of the electrodeposited film, especially for thick film Moreover, it was
demonstrated that the transition from the randomly crystalline orienta-
tion to the plane (200) preferential orientation may be due to the
deposition of colloidal species like Ni(OH), and/or the hydrogen away
from the cathode surface [13] formed during the active period (t,;) on
the surface of the cathode [16]. According to our results, the texture
evolution is directly related to events occurring during the resting stage.

3.2.3. Influence of the average current density j,, on deposit

The influence of the average current density j,, on the microstructure
and morphology of the deposits was investigated. Values of ton = 9 ms
and tof = 100 ms were selected as optimized values. The electrodepo-
sition conditions are described and reported in Table 10.

Fig. 6 presents SEM observations of coatings deposited at different
values of average current density from 50 to 150 mA/cm?. We notice that
the deposits present a pyramidal shape characterized by a homogeneous
and uniform distribution of grains. There is a strong influence of current
density on the morphology of deposit. Indeed, by increasing the average
current density of 50-100 mA/cm?, the morphology becomes finer and
more homogeneous. However at 150 mA/cm?, the morphology becomes
less homogeneous and it is composed of very fine pyramids inter-
connected by a continuous background that seems very thin. These re-
sults are consistent with many studies on the deposition of nickel in Watts
bath by pulsed current [35,48,49].

Grain refinement in pulse plating is favored by the enhancement of
nucleation rates due to high overpotentials which result from high pulse
current densities. It seems that the off-time also influence the nucleation
and growth mechanism, essentially through the renewing of the solution
between pulses that is directly dependent on the level of the pulse current
density. Thus, the evolution of the morphology could also be related to
local changes at the interface like interfacial alkalination and evolution of
the nature of metal species (intermediates compounds, adsorbed complex
.) at the interface, as it was noticed in the case of cobalt: the conditions of
hydrogen evolution are modified [16], on the other hand, the instanta-
neous pulse current strongly modifies the mass transport processes at the
electrode-electrolyte interface. At the same average current density, the
nodule size, deduced from SEM observations, obtained in pulse current
electrodeposition is smaller and more homogenous than that in direct
current electrodeposition. It can be explained by a higher peak current
density used in pulse current electrodeposition.

XRD diagrams of the different coatings are presented on Fig. 7.
Increasing the average current density for a couple of ton and toff con-
stant, does not induce any significant change in the structure of the
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deposits (see Table 11). Moreover, it has been argued that the plan (200)
is a free mode of growth that is not affected by the action of interfacial
inhibitors [17,45,46]. Changes in the crystal growth may therefore be
related to process of adsorption, desorption occurring at the interface
nickel/electrolyte.

The average current density of 100 mA/cm? presents the most uni-
form morphology of the coatings probably due to an adequate balance
between the increase of the nucleation sites due to the high applied
overpotential and the renewing of the electrolyte during the off time.

4. Conclusions

Fine-grained Nickel coatings were produced by pulse electrodeposi-
tion from Watts bath without using any additives. The effect of, pulse on-
time, off-time, and average current density on the surface morphology
and microstructure of Nickel electrodeposit was investigated. The results
obtained, revealed that low values of ton and toff lead to morphology and
structure of the deposits quite similar to those obtained in continuous
mode. When toff increases to 100 ms, finer grain size and more Homo-
geneous microstructure could be obtained. A pulse on-time of 9 ms seems
to be the optimal value to reach better uniformity, finer structures,
compact and smoother texture. It was also found an ultra-fine-grained
deposit can be obtained by increasing the applied average current den-
sity during plating. In addition, the crystal orientation progressively
changed from a (111) texture to a strong (200) texture with Variations in
pulsed current parameters.

In conclusion, These results suggest that adjustment of ton,toff and jm
of the pulse current, can lead to the desired quality of nickel deposits.
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