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A B S T R A C T

In this work, the mild steel surface was modified by the growth of ZnO nanoflakes through a feasible and scalable
procedure. The modified surface was used for the coating by the electroless nickel (EN) plating, and the influence
of this modification on the morphology, surface roughness, uniformity, the corrosion behavior of Ni-P coating,
and also on the deposition rate of EN plating was studied. The SEM micrographs, especially backscatter images,
disclosed that the matrix of Ni-P coating with the underneath of ZnO NSs possesses smaller grain size with more
uniform distribution compared to the specimen without ZnO NSs. The AFM analysis affirmed the lower surface
roughness of this sample. The results of the EIS measurements and the Tafel extrapolation method indicated that
the corrosion resistance of this sample is approximately two times higher than that of the sample without zinc
oxide (Rp≈ 35,000 Ω cm2). The role of ZnO NSs in increasing the active nucleation density and the formation of
uniform, compact, and fine-grained Ni-P deposit was discussed. Besides, the effects of ZnO NSs on generating
scattering centers, restricting the electron transfer, strengthening the Ni-P matrix, and the consequent corrosion
behavior, were investigated.

1. Introduction

Nanotechnology encompasses a wide range of disciplines, including
surface science, chemistry, biology, physics, and engineering. This ad-
vanced technology by manipulating materials in nanoscale presents a
broad spectrum of nanomaterials with unique properties [1]. In this
field of science, various techniques have been developed for the pro-
duction of inorganic nano-structured materials such as titanium di-
oxide, zinc oxide, silver, copper, gold particles, and carbon nanotubes
[2,3]. Among inorganic materials, ZnO has drawn considerable atten-
tion from scientists, due to its safety, nontoxicity, good biocompat-
ibility, and chemical stability [4–7]. Concerning these properties, a
large amount of research has been conducted on the preparation of the
modified paper, glass, textile, and metal surfaces with zinc oxide na-
nostructures (ZnO NSs) for medical purposes [8–15]. The usage of ZnO
for tissue engineering can be cited as another example in this field
[16–18].

In parallel to these scientific reports, other studies have highlighted

the electron communication feature of zinc oxide. For instance, Zhuang
et al. manipulated the photoresponsivity of FTO surface by the synth-
esis of ZnO NSs for the access of photoanodes in dye-sensitized solar
cells [19], and Zhu et al. prepared sensitized-type solar cells based on
ZnO photoanode using the ultrasonic spray pyrolysis technique [20]. In
addition, this metal oxide as a very important II–VI semiconductor has
been used for the photocatalytic degradation of organic and inorganic
pollutants (e.g. arsenitite, phthalic acid, Rhodamine B, and phenolic
compounds) [21–24]. Controlling the wettability and super-
hydrophobicity of different substrates by the ZnO deposition has been
reported in the literature [25–28].

Zinc oxide as an anticorrosive pigment has been developed in the
matrix of organic coatings [29,30], but this ceramic oxide has been less
used to improve the corrosion resistance of metals and alloys [31,32].

In this research, we have focused on anticorrosive action of ZnO to
modify the mild steel surface and improve the corrosion resistance.
Over the years, researchers around the world have devoted consider-
able efforts to reduce the astoundingly high cost of corrosion. In this
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regards, finding or improving protective coatings is a one of the most
important preventive strategies [33,34]. Binary Ni–P deposits, which
are produced by electroless technique, have been extensively developed
for a wide range of engineering applications. Up to now, a substantial
amount of research has been carried out on the improvement in the
structure and anticorrosive action of electroless Ni-P deposits [35–37].

In the past decades, successful strategies have been employed to
produce ZnO micro/nanostructures with different morphologies on
various surfaces. Along with solution-based approaches such as hy-
drothermal, solvothermal, sol-gel and electrochemical methods
[38–41], some other procedures, including molecular beam epitaxy
(MBE) [42], pulsed laser deposition (PLD) [43], chemical vapor de-
position (CVD) [44], and magnetron sputtering have been applied to
grow or deposit ZnO thin films [45]. It has been reported that the
electrochemical method eliminates the need for sophisticated instru-
ments and the complexity of some procedures used to grow or deposit
nanomaterials [46,47]. The cyclic voltammetry (CV) as a powerful
electrochemical technique has been employed to deposit ZnO films
[48,49]. In the present work, this method has been applied for the
growth of ZnO nanostructures on the mild steel surface. As a practical
application, the surface containing zinc oxide has been used as a
modified surface for the electroless Ni-P (EN) plating, and the influence
of this modification over the morphology, surface roughness, grain size
and the anticorrosive action of Ni-P coating has been studied.

2. Experimental

2.1. Materials

Chemicals, including hydrochloric acid (HCl, 12 mol L−1), phos-
phoric acid (H3PO4, 85 %) for surface activation, zinc sulfate hepta-
hydrate (ZnSO4. 7H2O) for ZnO synthesis, and sodium chloride (NaCl)
for the corrosion test were purchased from Merck and used without
purification. The chemical composition of the metal substrate (in wt.
%), which is determined by a Quantometer (3460ARLFISONS), as fol-
lows: Fe - 99.340, Mn - 0.387, Al - 0.059, Si - 0.058, Cu - 0.043, Cr -
0.028, C - 0.024, S - 0.033, Ni - 0.031, P - 0.013, Co - 0.007, Sn - 0.001,
Mo - 0.001 Ti - 0.001.

2.2. Pretreatment of the steel surface

The surface pretreatment is a critical step because the presence of
non-active regions on the surface results in failure in the coating pro-
cess. For the surface activation, the sample with the dimensions 20 mm
× 20 mm × 1 mm, after cleaning with acetone and rinsing with dis-
tilled water, was placed in a beaker containing concentrated acid (HCl,
12 mol L−1) for 30 s. To produce a more uniform roughness, the plate
was then immersed into a beaker containing 100 ml of diluted hydro-
chloric acid (0.1 mol L−1) and irradiated by an ultrasonic bath (40 kHz,
Branson 8510E-DTE, internal dimensions: 49 cm × 29 cm × 16 cm) at
40 °C. After 10 min, the plate was removed and washed with distilled
water. Note that the activated surface should be used immediately be-
cause the surface is very susceptible to oxidation.

2.3. ZnO synthesis

For the synthesis of ZnO NSs, the cyclic voltammetry (CV) technique
was applied. A conventional three-electrode set up (SAMA 500, elec-
troanalyzer system), including Ag(s)|AgCl(s)|Cl− (aq., saturated KCl) as
the reference electrode, a thin sheet of platinum (with the dimensions 9
mm × 19 mm) as the auxiliary electrode and the mild steel as the
working electrode, was used for the electro-synthesis. CV experiments
were carried out by scanning the potential from -1.2 to -1.0 V for 25
cycles with a scan rate of 0.1 V s-1. Additionally, an electrochemical cell
with a trapezoidal shape was used as the reaction vessel, and the
temperature was adjusted at 50 °C by a water bath. The surface of 1.5

cm2 of the mild steel was exposed to the electrolyte (100 ml of ZnSO4

solution, 5 mmol L-1). After the ZnO growth, the sample was dried in an
oven at 100 °C for 1 h. The operating conditions of the electro-synthesis
are given in Table 1.

2.4. The electroless Ni-P coating

Because of the dissolution of zinc oxide at pH<6, the acid baths are
not suitable for EN plating [50]. Therefore, a basic bath was prepared to
have stable ZnO NSs. The composition and operating conditions applied
for the EN plating are summarized in Table 2.

In the applied bath, nickel sulfate was used as the source of Ni 2+

ions, sodium citrate as the complexing agent and sodium hypopho-
sphite as the reducing agent. In addition, a small amount of lead acetate
was added to the bath as the stabilizer, and the pH was adjusted at
8.0–8.3 with ammonia. The coating was also performed for another
activated sample without ZnO NSs to find the influence of ZnO NSs over
the properties of Ni-P coating. The steel after EN plating was named as
"SEN", and steel containing ZnO after the coating was labeled as "SZEN".

2.5. Corrosion study

Potentiodynamic polarization (PDP) tests were performed by the
same three-electrode set up used for the ZnO electro-synthesis (de-
scribed in Section 2.3). After immersing the working electrode into the
corrosive medium (NaCl, 3.5 %), the sample was left to stabilize for 10
min. For PDP tests, the potential was applied in the range of -250 to
+250 mV around the open circuit potential (EOCP) with the scan rate of
1.00 mV/s. All measurements were made at room temperature (≈ 20
°C), and area of 1 cm2 of the specimen was exposed to the electrolyte
and other parts of the surface were isolated by the epoxy resin.

For the EIS analysis, a potentiostat/galvanostat (Autolab 302 N) was
used, and measurements have been taken in the frequency range of 100
kHz to 0.1 Hz with an amplitude of 10 mV at the open circuit potential.
All measurements were performed at the room temperature (≈ 20 °C).

3. Results and discussion

3.1. Characterization of the coatings

The morphology of samples, including sono-treated sample, ZnO
deposited alloy, and EN plated samples (SEN and SZEN), was monitored

Table 1
Operating conditions of the ZnO electro-synthesis.

Parameters Amount

Electrolyte, conc. ZnSO4, 5 mmol L−1

Temperature 50± 2 (°C)
Potential range −1.2 to −1.0 (V)
Scan rate 0.1 V/s
Cycle number 25
Working electrode mild steel
Reference electrode Ag(s)|AgCl(s)|Cl− (aq., saturated KCl)
Auxiliary electrode Thin sheet of platinum

Table 2
Composition and deposition parameters of the used bath.

Deposition parameters Amount

Nickel sulfate 2.5 (g/100 ml)
Sodium citrate 1.5 (g/100 ml)
Sodium hypophosphite 2.75 (g/100 ml)
Temperature 85±2 (°C)
Time 15 min
pH 8.0–8.3
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by a field emission scanning electron microscope (FE-SEM, Tescan Mira
3 LMU), and the elemental composition was determined by the EDS
system (attached to the SEM).

3.1.1. SEM analysis
The SEM images of mild steel surface before any pretreatment were

shown in the supplementary data (Fig. S1). This figure exhibits that the
surface is not smooth. Depressions on the surface are attributed to the
alloy manufacturing process. The sono-chemically pretreated surface is
depicted in Fig. 1.

Fig. 1(A) and (B) reveals that the ultrasonic irradiation creates the
proper roughness on the overall surface. Micro and especially nano-
sized roughness formed during the pretreatment process is of critical
importance to the coating process because it leads to the increased
contact surface area between the base substrate and the upper layer.
Additionally, the equal distribution of activated regions on the surface
has a positive effect on active nucleation site density and the con-
sequent uniform growth of zinc oxide structures.

SEM images of the as-grown ZnO film are exhibited in Fig. 2.
As seen in Fig. 2(A–C), the flake-like structures of ZnO are synthe-

sized on the activated surface (elemental analysis confirmed the pre-
sence of zinc and oxygen, see Section 3.1.2). From micrographs, the
thickness of flakes is estimated about 50−80 nm (Fig. 2(C)). In addi-
tion, some small ZnO nanoflakes (marked with green arrows) can be
observed in this figure.

The surface morphology of the SEN and SZEN are displayed in
Figs. 3 and 4, respectively. In both figures, (A') and (B') are back
backscatter images of (A) and (B), and (C') is a magnified view of the
red shape marked on the image (B).

The back backscatter images are provided to have a better sight of
grain boundaries. In comparison with SEN, SZEN is more uniform. The
electroless Ni deposit of SEN is coarse, and many grains larger than one

micron are observed whereas SZEN is mostly covered with a fine-
grained Ni layer (the size of most grains are less than 1000 nm).

3.1.2. EDS analysis
The EDS spectrum and the elemental analysis of the ZnO deposited

surface are given in the supplementary data (Fig. S2). The detection of
zinc and oxygen in the sample is considered as the evidence for the
formation of zinc oxide phase.

The EDS microanalysis of samples SEN and SZEN are also provided
in the supplementary data (Figs. S3 and S4, respectively). The EDS
element maps disclose the distribution of nickel and phosphorus is
homogenous, and the elemental analysis shows a range of 8–9 percent
weight of phosphorus in EN films. Therefore, the resulting coatings can
be classified into the medium phosphorus electroless nickel category.
This classification has a smaller crystalline size and tends to be semi-
amorphous compared to low-phosphorous deposits (1–4% P) [51].

3.1.3. XRD analysis
The crystal structure of ZnO deposited sample recorded by an X-ray

Fig. 1. The surface morphology of sonochemically pretreated surface at dif-
ferent magnifications.

Fig. 2. SEM images of the as-grown ZnO film: (A), (B), and (C) are attributed to
the magnifications of 10,000 ×, 25,000 ×, and 50,000 ×, respectively.
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diffraction spectrometer (XRD Explorer, GNR, Italy) with CuKα radia-
tion (λ = 0.154 nm) confirms the formation of the pure phase of zinc
oxide (Fig. 5).

This pattern exhibits diffraction peaks of ZnO, corresponding to the
planes (1 0 0), (0 0 2), (1 0 1), (1 0 2), (1 1 0), (1 0 3), (2 0 0), (1 1 2), (2
0 1), and (2 0 2). The pattern is matched with the ICCD no: 96-210-
7060. Note that green stars indicate diffraction peaks of iron (as the
substrate) at 2θ = 44.79 and 65.31°. The XRD pattern is matched with
the ICCD no: 96-411-3933.

3.1.4. AFM analysis
The roughness of the sono-treated sample and the ZnO deposited

surface was studied, and the results are shown in Fig. 6.
In this figure, (A) and (B) are attributed to face projections of sono-

treated sample and the ZnO deposited surface, respectively. Besides, 3D
topographies and 3D phase images of each specimen are labeled by the
(′) and (′′). The calculated roughness (R) of sonochemically activated
sample and the surface containing as-grown ZnO NSs is 56 and 149 nm.

The results indicated that forces and wave-driven streaming arising
from the cavitation process create the proper roughness on the base
substrate (R = 56 nm). In the case of ZnO deposited surface, the growth

Fig. 3. The morphology of SEN: (A') and (B') are back backscatter images of (A) and (B), and (C') is a magnified view of the red shape marked on the image (B). (For
interpretation of the references to colour in this figure legend, the reader is referred to the web version of this article).

Z. Sharifalhoseini, et al. Corrosion Science 172 (2020) 108743

4



of the zinc oxide nanostructures increases the roughness to 149 nm. As
mentioned before, micro and nano-sized roughness formed during the
activation process and especially after ZnO growth has a positive in-
fluence on increasing the density of active nucleation sites and contact
surface area between the base substrate and the upper layer.

Fig. 7(A) and (B) refers to face projections of SEN and SZEN, re-
spectively. (3D topographies and 3D phase images of each specimen are
marked by the (′) and (′′)).

The value of roughness for SEN and SZEN is 51.34 and 31.55 nm.
The lower surface roughness of SZEN (compared to SEN) can be con-
sidered as the evidence for the increased uniformity of Ni-P coating. For

a more detailed investigation, other phase images of SEN and SZEN are
exhibited in Fig. 8.

This figure is provided for the comparison of Ni-P grain size in two
above samples (the production of dense and fine-grained structures of
Ni-P layer in SZEN could be clearly observed). Fig. 9 is a schematic view
of the surface pretreatment, ZnO growth, the Ni electroless plating, and
the formation of the Ni–P coating with fine grain on the surface with the
underneath of ZnO NSs.

In the following section, the role of ZnO NSs in this observation is
elaborated.

Fig. 4. The morphology of the SZEN: (A') and (B') are back backscatter images of (A) and (B), and (C') is a magnified view of the red shape marked on the image (B).
(For interpretation of the references to colour in this figure legend, the reader is referred to the web version of this article).
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3.2. Impact of ZnO synthesis on the deposition rate and the nucleation of Ni-
P matrix

ZnO nanoflakes produce a high concentration of very fine and ul-
trafine sites for the nucleation and the crystal growth of Ni coating.

In EN plating, the metallic surface acts as substrate and catalyst too.
The most probable mechanism (suggested in many literatures) includes
the adsorption of Ni2+ cations on active sites of the metal surface and
the chemical reduction of Ni2+ and P1+ to Ni and P by a reducing agent

[32]:

+ + → + +
+ − + −Ni H PO H O Ni 3H HPOads
2

2 2ads 2
cat 0

3
2 (1)

+ → + +
− − +H PO H O HPO H 2H2 2ads 2

cat
3
2

ads (2)

+ → + +
− −H PO H P H O OH2 2ads ads

cat 0
2 (3)

→2H Hads
cat

2 (4)

Since in electroless plating, the metallic substrate has a critical role
in the initiation of the coating process, it seems that the growth of the
ZnO nanostructures on the surface may reduce the Ni deposition rate.
This predication affirmed by the study of the plating rate. Weighing
samples before and after EN plating reveals that the deposition rate is
reduced significantly in the presence of ZnO NSs. Moreover, the pre-
sence of this ceramic oxide causes a delay in initiating the plating
process. However, after the diffusion of precursors to the underlying
substrate, the nickel deposition begins, and the generation of a thin
layer of Ni on the ZnO NSs as ultrafine nucleation sites occurs.

As mentioned, it has been reported that the ZnO is stable in alkaline
media. However, the possibility of the partial dissolution of zinc oxide
in the used bath was assumed. If this happens, the nano-sized roughness
is generated due to dissolving nanosized ZnO structures. Furthermore,
the co-deposition of Zn2+ cations may occur. The production of the
nanosized roughness (as extra nucleation site), and also the in-
corporation of zinc into the Ni-P matrix and the formation of the
ternary Zn-Ni-P have positive effects on properties of Ni coating. Not
detection of zinc element in EDS analysis could be justified by the small

Fig. 5. The XRD results of the ZnO deposited sample.

Fig. 6. The AFM results of the sono-treated sample and the ZnO-deposited surface: (A) and (B) refers to face projections. 3D topographies and 3D phase images of
each specimen are marked by the (′) and (′′).
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amount of zinc deposition or covering a thin layer of Zn-Ni-P by a thick
layer of Ni-P.

3.3. Corrosion study

PDP measurements were carried out and Tafel plots are shown in
Fig. 10.

As seen in figure, the bare surface has the most negative circuit
potential (EOCP = -0.773 V) and the highest current density. The Ni-P
plated sample (SEN) shows the positive shift in the open circuit po-
tential (EOCP= -0.432). Lower current density of this sample (compared
to the bare substrate) indicates the reduced activity. In the case of
SZEN, the most positive shift in EOCP (EOCP = -0.362 V) and the lowest
current density confirm the lowest tendency to corrode.

The results of EIS measurements are presented as Nyquist plots in
Fig. 11.

The equivalent circuit model used to fit the EIS experimental data is
depicted in Fig. 11. The extracted parameters, including solution re-
sistance (Rs), charge transfer resistance (Rct), and constant phase ele-
ment (CPEdl), are summarized in Table 3. In addition, double layer
capacitance values (Cdl) were obtained from CPE parameters according
to the following equation [52]:

=
−C P Rdl n ct
n

n
1 1

(1)

where P and n are the magnitude of CPE and deviation parameter, re-
spectively.

From the EIS analysis, the charge transfer resistance (Rct)

(considered as Rp) of SEN and SZEN is about 16,500 and 33,500 Ω cm2,
respectively. Furthermore, the lower value of double layer capacitance
in EN plated samples (especially in SZEN) compared to the bare surface
could be assigned to the existence of protective coatings. The coverage
of the underlying surface and decreasing surface area, which acts as the
site for charging, may be considered as the reason for the Cdl decrease
in the sample with the underneath o zinc oxide nanostructures [52].

The reasons behind the enhanced corrosion resistance of the EN
plated specimen with the underneath of ZnO nanostructures are de-
scribed in the following section.

3.4. Corrosion and coating

The corrosion study of EN plated surfaces showed that the antic-
orrosive action of SEN is lower than SZEN. The existence of larger
grains reduces the density and the uniformity of the nickel film in SEN.
This property raises the possibility of the diffusion of corrosive species
to the underlying surface and increases the corrosion rate. In the case of
SZEN, ZnO nanostructures play a key role in the formation of the fine-
grained nickel coating. This compact and uniform film could restrict the
diffusion of corrosive species to the base substrate and improve the
corrosion protection. The enhanced anticorrosive action of the Ni de-
posit can be influenced by physical and chemical properties of zinc
oxide. ZnO is found as a semiconductor and thus covering the surface
with ZnO structures leads to the restriction of electron transfer. This
mechanism was suggested for the anticorrosive action of ZnO in organic
coatings [29,30]. In the case of our study, zinc oxide by trapping

Fig. 7. The AFM results of EN plated samples: (A) and (B) refers to face projections of SEN and SZEN, respectively. (3D topographies and 3D phase images of each
specimen are marked by the (′) and (′′)).
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Fig. 8. Phase images of SEN ((A) and (A')), and SZEN ((B) and (B')).

Fig. 9. A schematic view of the surface pretreatment, ZnO growth, the Ni electroless plating, and the formation of the Ni–P coating with fine grain size on the surface
with the underneath of ZnO NSs.
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electrons in the metal/solution interface can act as a barrier and re-
duces the metal dissolution. The physical effect of this matter may be
attributed to the creation of the roughness on the bare surface. Based on
open literature studies, structures with nanometric dimensions exhibit a
higher electrical resistivity. This phenomenon is due to additional
scattering centers, mainly from surface and grain boundaries [53].
Therefore, the considerable amount of ZnO nanoflakes (in SZEN) as
scattering centers may result in an increased electrical resistivity.

Additionally, ZnO nanosheets with different growth directions and the
uniform distribution can operate as internal strength agents, and
strengthen the Ni-P matrix.

Based on our experimental data, the growth of ZnO nanostructures
on the surface has beneficial effects on the formation of a dense, uni-
form, and fine grained-size Ni-P layer with the improved anticorrosive
performance. Regarding our results, the growth of zinc oxide as a safe
and nontoxic agent through an easy and efficient way could be inter-
ested in the surface modification of the metallic surface before the EN
plating as an engineering coating process.

4. Conclusion

In this paper, the surface modification of the mild steel surface by
the deposition of zinc oxide as a safe, nontoxic, and chemical stable
compound before electroless Ni plating was reported. The study of the
morphology and surface roughness of EN plated surfaces with and
without underneath of ZnO disclosed the role of this ceramic oxide in
the formation of a dense, uniform, and fine-grained Ni-P layer. The role
of ZnO nanostructures in the generation of active nucleation site density
was investigated. In addition, the physical and chemical effects of ZnO
on the corrosion behavior of Ni-P was discussed. Generating extra
scattering centers, restricting electron transfer, and strengthening the
Ni-P matrix were considered as reasons for the improved corrosion
protection in the sample with ZnO NSs. Data reported in this literature
could be useful to the access of the modified electroless Ni-P deposit as
an important engineering coating.
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