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Corrosion resistance was compared between electrolessly plated Ni-P/nano-TiO2 and Ni-P/CNT 

composite coatings on 5083 aluminum alloy exposed to 3.5 wt.% NaCl solution. The composite 

coatings were prepared by electroless plating method that the nano-TiO2 (15 nm) and carbon nano-tube 

(CNT, 5nm) particles were compared between eletroless Ni plating solutions with low and high 

concentrations (1 g/L and 10 g/L, respectively).  The corrosion resistance of the nano-composite 

coatings were examined by both potentiodynamic polarization and immersion tests. The experimental 

results showed a uniform and compact surface morphology in both Ni-P/nano-TiO2 and Ni-P/nano-

CNT composite coatings, and these composite coatings possessed better corrosion resistance than that 

in the 5083 aluminum alloy substrate and in the electroless Ni-P coating. The corrosion resistance of 

the nano-composite coatings was substantially increased to a maximum at 10 g/L nano-TiO2 and nano-

CNT introduction. Moreover, the nano-CNT codeposited coating exhibited superior corrosion 

resistance compared to the nano-TiO2 codeposited coating.  
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1. INTRODUCTION 

Electroless Ni-P coatings are widely used in many industries, including the chemical, 

mechanical, automobile, electronics and aerospace engineering industries, for surface protection 

because of their excellent mechanical, magnetic and corrosion-resistant properties. Electroless plating, 

which is an autocatalytic technique for reducing metals and alloys without applied current, yields a 

fine, uniform and smooth surface that provides good protection against corrosion. The properties and 

structures of Ni-P coating depend mainly on the codeposited P content. Because Ni-P coatings have a 
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non-crystalline amorphous structure when the P content exceeds 7 wt%, they provide excellent 

protection for mining and chemical equipment and for structural components used in the highly 

corrosive environments encountered in the oil and gas industries. When applied to metal surfaces, Ni-P 

coatings with phosphorous content higher than 9 wt% provide effective corrosion protection because 

they provide a physical barrier that minimizes contact between the metallic substrate and aggressive 

environments [1-3]. 

Nanoparticles have many unique physical and chemical properties because of the quantum size 

effect, the small size effect and the macroquantum tunnel effect [4,5], Nanocomposite plating 

technique, in which nanoparticles are added to metal coatings to improve physical and mechanical 

properties, is one example of how nanotechnology can be applied in composite plating. Also, 

incorporating nanosized particles in Ni-P autocatalytic coatings greatly improves their properties and 

imparts new functional features that enhance their performance in different fields [6,7]. Particle-

reinforced composite coatings can also be formed by adding inorganic non-metal nanoparticles such as 

TiO2 [8-11], SiC [12,13], SiO2 [14,15], Al2O3 [16], B4C [17], CNT [18-20], BN [21] and diamond [22]. 

Of these particles, TiO2 has attracted the most interest because of its many applications in engineering 

materials. Studies show that TiO2 coatings enhance wear resistance, hardness and corrosion resistance 

and other properties such as electrocatalysis and photocatalysis. [8-11,23]. Carbon nanotube (CNT) 

coatings are also under intensive study because of their novel properties and the many applications of 

their unique nanostructures in various fields [24-26]. The CNT exhibits excellent electronic properties, 

high elastic modulus, large elastic strain and fracture strain. Measurements of the Young modulus in 

isolated nanotubes based on the amplitude measurements of intrinsic thermal vibrations by TEM 

obtain average Young modulus values of 1.8 TPa and a bend strength as high as 14.2 GPa [27]. Studies 

of the mechanical properties of multi-walled nanotubes by atomic force microscope (AFM) confirm 

their superior stiffness and strength. When depositing Ni-P/TiO2 and Ni-P/CNT nanocomposite 

coatings with high wear resistance, heat resistance and hardness, preserving their anticorrosion 

properties is essential, especially when the coatings are exposed to aggressive media for long-term 

periods. 

Because nanoparticles easily agglomerate in plating baths, which increases the amount of 

particles in composite coatings, the unique properties of nanocomposite coatings may be compromised 

owing to the segregation and agglomeration of nano-particles with high surface energy and activity in 

the plating bath [14,29]. Therefore, dispersion of particles in the plating bath, which is affected by the 

nanoparticle concentration in the plating bath and by the stirring rate, is a key parameter [30]. However, 

the optimal TiO2 content and CNT content remain undetermined. The CNT easily agglomerates 

because it is a one-dimensional nanoscale material.  Thus, the behavior of CNT differs from that 

observed in SiC, Al2O3 or TiO2 with particle shape. Generally, different coating surface structures 

resulting from the varying nanoparticle content of the plating bath can change corrosion properties. 

The TiO2 and CNT content in composite coatings can only increase when the TiO2 and CNT content of 

the plating is maximal and when the TiO2 and CNT is homogeneously dispersed. 

The electroless plating technique in this study used TiO2 and CNT nanoparticles in a Ni-P 

plating solution to form Ni-P/TiO2 and Ni-P/CNT nanocomposite coatings on a 5083 aluminum alloy 

substrate.  The corrosion properties of the 5083 substrate were then compared with those of the 
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substrate with Ni-P coating. The surface structures of the coatings are examined by scanning electron 

microscopy (SEM), energy dispersive spectrometry (EDS) and atomic force microscopy (AFM). The 

corrosion resistance is determined by both potentiodynamic polarization and immersion tests in aerated 

3.5 wt% NaCl solutions. 

 

 

 

2. EXPERIMENTAL 

2.1. Electroless coating preparation procedure 

Although the AA5083 aluminum alloy (Al-4.7Mg-0.7Mn) used as a substrate material in this 

study had good formability, high strength, and good solderability, the intrinsic intermetallic 

compounds used in the alloy reduced its corrosion resistance. Rectangular (1.8 cm  1.8 cm  0.7 cm) 

samples of 5083 alloy were first ground with SiC abrasive papers with up to 2000 mesh and then 

polished with 1 µm and 0.3 μm Al2O3 powder to achieve an acceptable surface uniformity. The 

pretreatment procedure consisted of ultrasonic cleaning in acetone for 5 min, washing with a 50 g/L 

NaOH solution for 3 min at 70˚C, miro-etching with a 200 g/L HNO3 solution for 1 min at room 

temperature, and double zincating [31]. The zincating solution consisted of 120 g/L NaOH, 20 g/L 

ZnO, 1 g/L NaNO3 and 50 g/L C3H4(OH)(COOH)3·H2O. The zincated alloy specimen was immersed 

in the Ni-P plating solution at 85-88˚C. The Ni-P electroless plating solution consisted of 30 g/L 

NiCl·6H2O, 10 g/L Na2C2H4O4·6H2O, 10 g/L NH2CH2COOH, 20 g/L NaH2PO2·H2O and 2.5 mg/L 

Pb(NO3)2, and additive at pH 4.0. The TiO2 (with average size of 15 nm) and CNT (multi-walled 

naotubes with average size of 10 nm) nanoparticles were separately added to the plating solution (1 

g/L and  10 g/L) for comparisons of codeposition in composite coatings. Agglomeration of the TiO2 

and CNT was minimized by ultrasonic dispersion of the plating solution for 15 min followed by 

magnetic stirring at a constant speed of 100 rpm during electroless deposition for 60 min. 

 

2.2. Coating Characterization 

Coating surfaces and cross sections were characterized by scanning electron microscopy (SEM, 

JEOL JSM-6360) and by X-ray energy dispersive spectrometry (EDS, INCA Energy 6587). Imaging 

of the coating surface topography was performed by atomic force microscopy (AFM, Quesant Q-

250CL) in contact mode. The average roughness (Ra) and root mean square roughness (Rms) parameters 

were then measured in square regions (side length, 40 μm), and the average of five measurements for 

each sample was recorded. 

 

2.3. Potentiodynamic polarization tests 

Electrochemical corrosion in the electroless composite coatings of the 5083 alloy substrate 

after exposure to 3.5 wt% NaCl solution was evaluated by potentiodynamic polarization measurements 

performed with a potentionstat/galvanostat (Model 273A, EG & G Instruments, USA) and a three-
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electrode cell designed by the authors with an  exposed area of 1 cm
2
. All potentials referred to a 

saturated calomel electrode (S.C.E.) with a platinum the counter electrode. The potentiodynamic 

polarization curves were scanned from 0.25 VSCE below OCP to a final potential of 1.2 VSCE, at a 

sweeping rate of 1 mVs
-1

. Five tests were performed for each coated sample to ensure reproducibility. 

 

2.4. Immersion tests 

The immersion tests were performed by immersion in 3.5 wt.% NaCl solution for durations of 

1 h, 7 h, 12 h, 24 h, 48 h, 72 h, 168 h, 336 h, 524 h and 720 h. Variation in corrosion potential and 

corrosion current density as a function of immersion time was measured by linear polarization method. 

Before and after each immersion test, each specimen was cleaned and weighed in accordance with 

ASTM G1-90 standards [32]. The wear loss was determined using an analytical balance (Precisa XS 

225A) with a sensitivity of 0.1 mg. After polarization and immersion corrosion testing, corroded 

surfaces were observed with a SEM equipped with an EDS. 

 

 

 

3. RESULTS AND DISCUSSION 

3.1. Coating comparisons 

The surface of the 5083 substrate was highly regular after sanding with SiC abrasive paper 

#2000. The surface morphology of the Ni-P coating shows a spherical nodular structure. Such a 

structure with a phosphorous content higher than 7 wt% is often cited in the literature as an example of 

a Ni-P coating [1-3]. The Ni-P/TiO2 and Ni-P/CNT nanocomposite coatings show superior fineness, 

uniformity and density compared to the Ni-P coating, which confirms the uniform deposition of the 

codeposited TiO2 and CNT nanoparticles in the Ni-P matrix of nanocomposite coating (Figs. 1a, 1b).  

 

   

(a)                                                                           (b) 

 

Figure 1. The SEM images of surface photomicrographs of the nanocomposite coatings: (a) Ni-P/10 

g/L TiO2 (b) Ni-P/10 g/L CNT.  
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Non-porous areas of the nanocomposite coating surfaces correlated with the incorporation of 

TiO2 and CNT in the coatings. The coating cross-sections further show no interfacial voids or defects 

between the coatings and the 5083 substrate, and the nanocomposite coatings such as Ni-P/10g/L TiO2 

(3.33 ± 0.05 µm) and Ni-P/10 g/L CNT (4.13 ± 0.05µm) are thicker than the Ni-P coating (2.35 ± 0.06 

µm). Thus, the Ni-P/CNT nanocomposite coating at a high concentration of 10 g/L has the highest 

coating thickness of 4.13 ± 0.05µm (Fig. 2). Adding nanoparticles to the plating solution increased the 

thickness of the nanocomposite coatings, which indicated that adding nanoparticles enhanced the 

coating deposition rate [18]. The CNT was superior to the TiO2 because the Ni-P/CNT coatings were 

thicker than the Ni-P/TiO2 coatings regardless of whether the nanocomposite coatings were compared 

at high or low concentrations of TiO2 and CNT. 

 

 
 

Figure 2. The SEM images of cross-sectional photomicrographs of the Ni-P/10g/L CNT 

nanocomposite coating. 

 

Table 1 shows the analysis results of EDS performed for qualitative and quantitative elemental 

measurement of the Ni-P coating, Ni-P/TiO2 and Ni-P/CNT nanocomposite coatings. The results show 

that the Ni-P coating had a phosphorous content up to 14.37 wt%, which confirmed its nodular surface 

morphology. This Ni-P coating exhibited an amorphous structure when its phosphorous content 

exceeded 7 wt% but showed a crystalline structure when its phosphorous content decreased to below 7 

wt%. [13,33,34]. The data in Table 1 also confirm the presence of Ti and O elements in the Ni-P/TiO2 

nanocomposite coatings, and the presence of C element in the Ni-P/CNT nanocomposite coatings. 

Moreover, as the TiO2 and CNT nanoparticles in the electroless plating solution were increased, the Ti, 

O and C content in the nanocomposite coatings increased, but the Ni content decreased. This indicates 

that codeposition of TiO2 and CNT nanoparticles in the coatings occurs before codeposition of Ni ions 

in the electroless plating solution. Table 1 shows the results of further comparisons of P content, which 

revealed that adding TiO2 in the Ni-P plating solution slightly decreases the P content in the Ni-P/TiO2 

coating. However, adding CNT nanoparticles in the Ni-P plating solution substantially increases the P 

content in the formed Ni-P/CNT coating. After a high CNT concentration (10 g/L) was added, the Ni-
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P/CNT nanocomposite coating already had the highest P content of 17.21 wt.%. This demonstrates the 

beneficial effect of adding CNT nanoparticles in the electroless Ni-P plating solution, i.e., promoting 

phosphorous ion codeposition in the Ni-P/CNT nanocomposite coatings, and thus exhibiting the higher 

fineness and density of the surface structure of the Ni-P/CNT nanocomposite coatings (Fig. 1b). The 

results can be explained by the easy deposition of phosphorous ions at the interface of the nodular 

granules [13], which corresponded with the incorporation of CNT refining the nodular granules 

therefore increasing the number of nodular interfaces. 

 

Table 1. The EDS elemental analysis results for the Ni-P coating, Ni-P/TiO2 and Ni-P/CNT 

nanocomposite coatings. 

 

Specime

n 
 Ni-P 

Ni-P/ 

1g/L TiO2 

Ni-P/ 

10g/L TiO2 

Ni-P/ 

1g/L CNT 

Ni-P/ 

10g/L CNT 

Element  wt%  at%     wt%    at%  wt% at% wt% at% wt% at%  

C K  – – – –  – – 17.39   49.81 19.01   50.77  

Ni K  85.67  73.86 73.71 63.99  63.04 56.91 66.18   39.94 63.78   31.66  

O K  – – 12.55 18.67  20.43 20.71 – – – –  

P K  14.37  24.14 12.36 15.71  13.14 18.52 17.43   10.25 17.21   15.57  

Ti K  – – 1.38 1.63  3.39 3.86 – – – –  

Total  100.00 100.00 100.00 100.00  100.00 100.00  100.00 100.00 100.00 100.00  

 

Correlations between the coating structure and surface morphology were determined by atomic 

force microscopy (AFM). Roughness parameters Ra and Rms were also determined based on the AFM 

images. The Ra parameter corresponds to the average of a set of individual measurements of surface 

peaks and valleys. The Rms parameter denotes the root mean square average values of deviations of the 

profile height from the mean line, which were recorded within the evaluation length. The incorporation 

of TiO2 and CNT nanoparticles resulted in a significantly lower surface roughness in the 

nanocomposite coatings compared to the Ni-P coating. Although the increase of TiO2 and CNT 

concentrations in the nanocomposite coatings slightly increased roughness, the increases in roughness 

were still smaller than those in the Ni-P coating. Moreover, the roughness the Ni-P/CNT 

nanocomposite coatings was significantly lower than that of the Ni-P/TiO2 nanocomposite coatings 

containing either low or high concentrations of TiO2 and CNT nanoparticles. Fluctuations in the 

appearance of the coating surfaces were observed in the following order:  Ni-P/CNT <  Ni-P/TiO2 < 

Ni-P. The experimental results therefore confirm that full incorporation of the CNT nanoparticles in 

the Ni-P coating increases the fineness, density, continuity and smoothness of the  coating surface and 

results in the lowest roughness values of Ra (40.1~42.4 nm) and Rms (43.6~45.2 nm). The roughness 

is significantly lower than that of the earlier report [35].  

 

3.2. Electrochemical corrosion testing 

Figure 3 shows the potentiodynamic polarization curves for the 5083 substrate, Ni-P coating, 
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Ni-P/TiO2 and Ni-P/CNT nanocomposite coatings in 3.5 wt% NaCl solution. The Ni-P coating and all 

nanocomposite coatings of Ni-P/TiO2 and Ni-P/CNT exhibited a better corrosion behavior, and 

presented more noble corrosion potential and lower anodic corrosion current density compared to the 

5083 substrate. The Ni-P/CNT coating conferred superior corrosion protection compared to the Ni-

P/TiO2 nanocomposite coating because it formed a coat with a higher density and a higher uniformity. 

Additionally, the cathodic curves are accelerated by the Ni-P coating and all nanocomposite coatings 

and the cathodic current density increased in the following order: Ni-P coating < Ni-P/TiO2 

nanocomposite coating < Ni-P/CNT nanocomposite coating. This result is illustrated by the fact that 

the cathodic evolution of hydrogen can be accelerated by the presence of these coatings. Although the 

Ni-P coating is a good catalysis of hydrogen evolution [36], TiO2 and CNT nanoparticles in the 

nanocomposite coatings posses better active sites of catalysis for producing hydrogen than the Ni-P 

coating due to their high-surface area to volume ratio, porous structure, chemical inertness, thermal 

stability and high mechanical strength [37,38]. Characteristics such as corrosion potential (Ecorr) and 

corrosion current (icorr) are obtained from the intersection of the cathodic and anodic Tafel curves 

constructed by Tafel extrapolation method. Polarization resistance (Rp) was measured using the Stren-

Geary equation as follows [39]: 

 

Rp= βa·βc/2.303·icorr·(βa + βc)                                                                                         (1) 

 

where βa and βc are the anodic and cathodic Tafel slopes, respectively. 

 

 
 

Figure 3. Potentiodynamic polarization curves for the 5083 substrate, Ni-P coating, Ni-P/TiO2 and Ni-

P/CNT nanocomposite coatings in 3.5 wt% NaCl solution. 



Int. J. Electrochem. Sci., Vol. 7, 2012 

  

12948 

Table 2. Electrochemical characteristics of the 5083 substrate, Ni-P coating, Ni-P/TiO2 and Ni-P/CNT 

nanocomposite coatings obtained from potentiodynamic polarization and immersion tests. 

 

Specimen 

Ecorr  

(mVSCE) 

icorr  

(µA∙cm
-2

) 

βa 

(V∙dec
-1

) 

βc 

(V∙dec
-1

) 

Rp 

(kΩ∙cm
2
) 

i´corr  

(µA∙cm
-2

) 

R´p 

(kΩ∙cm
2
) 

5083 substrate -905.4 7.38 0.0567 0.4355 2.95 3.03 7.18 

Ni-P -838.7 6.36 0.0572 0.4047 3.42 2.70 8.06 

Ni-P/1g/L TiO2 -787.3 5.14 0.0607 0.2856 4.23 2.19 9.91 

Ni-P/10g/L TiO2 -654.2 4.87 0.0591 0.3248 4.46 2.15 10.08 

Ni-P/1g/L CNT -561.4 3.18 0.0750 0.1507 6.84 1.88 11.58 

Ni-P/10g/L CNT -514.5 2.95 0.0622 0.2603 7.39 1.75 12.45 

Note : i´corr and R´p calculated from immersion test.  

 

Table 2 summarizes the results of the polarization tests, which showed that the coatings had the 

following relationship in terms of effectiveness of corrosion prevention: Ni-P coating < Ni-P/TiO2 

nanocomposite coating < Ni-P/CNT nanocomposite coating. The Ni-P/CNT nanocomposite coating 

formed by adding high CNT concentration of 10 g/L in the electroless Ni-P plating solution, shows the 

lowest corrosion current of 2.95 µA/cm
2 

(a 60% decrease compared with 5083 substrate), the highest 

polarization resistance of 7.39 KΩ·cm
2 

(a one and a half fold increase compared with 5083 substrate) 

and the most noble corrosion potential of -514.5 mVSCE (a 76% increase compared with 5083 

substrate). The higher polarization resistance of Ni-P/TiO2 and Ni-P/CNT composite coatings can be 

explained by the incorporation of high noble potential of TiO2 and CNT nanoparticles in the coatings 

and forming a more homogeneous structure of small grains based upon SEM images of Fig.1, which 

may exhibits a high activation barrier to prevent the local anodic dissolution. The inequal values of the 

cathodic and anodic charge transfer coefficients for all specimens are illustrated in Table 2, in 

particular for 5083 substrate, where βa = 57 mV is less than βc = 436 mV indicating that the cathodic 

reduction reactions promote anodic polarization. The sum of both cathodic and anodic charge transfer 

coefficients does not amount to unity in the case of double (mixed) electrode because of its anodic and 

cathodic polarization curves are not symmetrical about Ecorr. In contrast the sum of both equals exactly 

unity in the case of single electrode for instance an Al
3+

/Al redox-couple due to its single-step reaction.  

The mixed potential theory proposed by Wagner and Traud [40],  which stated that the sum of anodic 

oxidation currents must equal the sum of cathodic reduction current currents. The nanocomposite 

coatings with high corrosion resistance of TiO2 and CNT nanoparticles could provide a high activation 

barrier and polarize to a highr Ecorr value, obtaining a lower icorr (Table 2). In the Ni-P/CNT composite 

coatings, their exchange current densities for cathodic hydrogen evolution may be high because of high 

surface area of CNT embedded in coatings, and may have a low anodic Al dissolution due to their high 

activation barrier. A higher charge transfer resistance value (i.e., about 17.169 Ω·cm
2
) was reported in 

a earlier study of Ni-P/nano-SiO2 composite coatings exposed to the same 3.5 wt% NaCl solution [15]. 

This charge transfer resistance value is rather lower than that of the Ni-P/TiO2 and Ni-P/CNT 

composite coatings analyzed in the present study. The Ni-P coating protects the substrate by 

preferential dissolution of nickel occurring at open circuit potential, which causes phosphorous 
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enrichment in the coating surface layer. By reacting with water, the enriched phosphorus surface forms 

a layer of adsorbed hypophosphite anions that block the supply of water to the electrode, which is the 

first step in the formation of soluble Ni
+2

 species or a passive nickel film [3,41,42]. Amorphous alloys 

offer better corrosion resistance compared to equivalent polycrystalline materials because the glassy 

film that passivates their surfaces prevents grain boundaries from forming [43]. The improved 

corrosion protection in the presence of TiO2 and CNT can be explained by two mechanisms of the 

nanocomposite coatings. First, the TiO2 and CNT nanoparticles act as inert physical barriers by 

occupying very small pores in the metal matrix, which modifies the Ni-P layer microstructure and 

provides a superior corrosion resistance of the composite coating in comparison with the pure alloy 

coating. Via this mechanism, more CNT nanoparticles than TiO2 nanoparticles are incorporated in the 

Ni-P coating. Phosphorus has an important effect on the coating structure because the corrosion 

resistance of the coating improves with phosphorus content. The Ni-P/CNT (17.21~17.43 wt% P) 

coating provided significantly better corrosion protection compared to the Ni-P/TiO2 coating because it 

had a significantly higher phosphorous content (12.36~13.14 wt% P) (Table 1). The second 

mechanism, incorporation of TiO2 and CNT nanoparticles in the Ni-P coating, forms corrosion micro-

cells in which the TiO2 and CNT nanoparticles act as a cathode and nickel acts as anode since the 

standard potential of TiO2 and CNT is higher than that of nickel. Such corrosion micro-cells facilitate 

the anodic polarization.  Therefore, in the presence of TiO2 and CNT nanoparticles, localized corrosion 

is inhibited, and corrosion is generally uniform [23,44].  According to this mechanism, the standard 

corrosion potential of CNT is nobler than that of TiO2, and incorporation amount of CNT (17.39~19.01 

wt%) is significantly higher than that of TiO2 (1.38~3.39 wt%) (Table 1), which further confirmed that 

corrosion protection obtained by incorporation of CNT in the Ni-P coating is clearly superior to that 

obtained by incorporation of TiO2. The resulting increase in phosphorus content also gives it high 

chemical stability and high resistance to pitting attack of Cl
-
 in the 3.5 wt% NaCl solution. 

 

3.3. Immersion testing 

Immersion tests were performed in 3.5 wt% NaCl solution for durations ranging from 1 h up to 

720 h for further evaluation of long term corrosion resistance in the 5083 substrate, Ni-P coating, Ni-

P/TiO2 and Ni-P/CNT nanocomposite coatings. Figure 4 shows the weight reduction in the specimens 

after immersion corrosion testing in 3.5 wt% NaCl solution. The data show that weight decreases as 

immersion time increases. The weight loss observed with the specimens immersed for various times 

was in the following order: 5083 substrate > Ni-P coating > Ni-P/TiO2 nanocomposite coating > Ni-

P/CNT nanocomposite coating. Furthermore, the weight loss of the Ni-P/TiO2 and Ni-P/CNT 

nanocomposite coatings decreases as the concentration of TiO2 and CNT nanoparticles increases. The 

weight loss of Ni-P/CNT nanocomposite composite coating at a high CNT concentration of 10 g/L has 

the lowest value of 14.001 g/m
2 

after 720 h immersion. Ma et al. [45] reported a weight loss of 4.235 

g/m
2
 in electroless Ni-P/Au nanocomposite coatings with 2.0 × 10

-5
 mol/L of added gold nanoparticles 

after 46 h immersion in the same 3.5 wt% NaCl solution. This value is much higher than that observed 

in the Ni-P/CNT nanocomposite composite coating with a high CNT concentration of 10 g/L in the 
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present study after exposure to the same solution for the same immersion time (2.021 g/m
2
). The 

corrosion potential (Fig. 5) and corrosion current density (Fig. 6) of the specimens were further 

compared at various immersion times in 3.5 wt% NaCl solution by linear polarization method. The 

5083 substrate presents the most active corrosion potential and the highest corrosion current density 

during the varying durations of immersions.  

 

 
 Figure 4. Weight loss of the 5083 substrate, Ni-P coating, Ni-P/TiO2 and Ni-P/CNT nanocomposite 

coatings after immersion in 3.5 wt% NaCl solution for varying durations. 

 

 
Figure 5. Variations in corrosion potential of the 5083 substrate, Ni-P coating, Ni-P/TiO2 and Ni-

P/CNT nanocomposite coatings after immersion in 3.5 wt% NaCl solution as functions of 

immersion time. 
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Figure 6. Variations in corrosion current of the 5083 substrate, Ni-P coating, Ni-P/TiO2 and Ni-P/CNT 

nanocomposite coatings during immersing in 3.5 wt% NaCl solution as functions of immersion 

time. 

 

The Ni-P/TiO2 and Ni-P/CNT nanocomposite coatings exhibit more noble corrosion potential 

and lower corrosion current density compared to the Ni-P coating during the varying durations of 

immersion. The Ni-P/CNT nanocomposite coating at high CNT concentration of 10 g/L also possesses 

the most noble corrosion potential and the lowest corrosion current density after varying durations of 

immersions. These findings of the immersion tests are consistent with those of the surface structure 

and potentiodynamic polarization corrosion behavior of the coatings. The polarization resistance, R´p 

from corrosion current density, icorr based upon Fig. 4 and the Tafel constants based upon Fig. 3 and 

Table 2. The calculated results of i´corr and R´p from immersion test are listed in Table 2. As comparing 

them obtained from two methods of weight loss method and potentiodynamic polarization method, it is 

found that the trend of i´corr and R´p obtained from weight loss measurements after the immersion tests 

agrees well with the icorr and Rp values obtained by Tafel extrapolation method. These results evidence 

that the estimation of corrosion rate instantaneously by means of polarization, being of special 

relevance the relationship between weight loss and polarization resistance, which cannot always be 

deduced from Tafel parameters, because the constancy of electrochemical parameters with time cannot 

a priori be assumed. Therefore, the two methods should be necessary and additionally applied in order 

to supplement the major drawback of each method. The SEM  images of surface corrosion in the 

specimens after 72 h immersion in 3.5 wt% NaCl solution show that the 5083 alloy substrate presents 

severe localized pitting corrosion with numerous large and deep pits (Fig. 7a). Although the electroless 

Ni-P coating provides good corrosion protection for the 5083 substrate, it produced localized broken 

corrosion voids after 72 h immersion (Fig. 7b). At a low TiO2 concentration of 1 g/L, the Ni-P/TiO2 

nanocomposite coating exhibits a uniform corrosion. At a high TiO2 concentration (10 g/L), the 

nanocomposite coating shows localized cracking phenomena (Fig. 7c). However, regardless of 
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whether the CNT concentrations are low or high (1 g/L or 10 g/L, respectively) the Ni-P/CNT 

nanocomposite coatings still show the best corrosion resistance with no corrosion failures after 72 h 

immersion (Fig. 7d). 

 

   
(a)                                                                            (b) 

   
(c)                                                                              (d) 

 

Figure 7. The SEM photomicrographs of corroded surfaces of the 5083 substrate, Ni-P coating, Ni-

P/TiO2 and Ni-P/CNT nanocomposite coatings after immersion in 3.5 wt% NaCl solution for 

72 h: (a) 5083 substrate (b) Ni-P (c) N-P/10 g/L TiO2 (d) Ni-P/10g/L CNT. 

 

 

 

4. CONCLUSIONS 

(1) The Ni-P/nano-TiO2 and N-P/nano-CNT composite coatings deposited by a novel 

electroless process on 5083 alloy substrate exhibited  good corrosion protection for 5083 alloy 

immersed in 3.5 wt% NaCl solution for durations of up to three months.  

(2) Incorporation of nano-TiO2 and nano-CNT could promote codeposition of an Ni-P coating 

and formation of a uniform and dense coating structure. Incorporation of Nano-CNT was superior to 
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that of nano-TiO2 and maintained a high phosphate level  (17.21 wt% at high CNT concentration of 10 

g/L) in the Ni-P/nano-CNT composite coating and a finer, smoother and more compact structure, 

which gave it the best corrosion resistance of Ni-P/nano-CNT composite coating. 

(3) When CNT was added at high concentration of 10 g/L in potentiodynamic polarization tests 

in 3.5 wt% NaCl solution, the Ni-P/nano-CNT coating showed the best corrosion resistence behavior 

with lowest corrosion current of 2.95 µA/cm
2 

(descending 60% compared with 5083 substrate), the 

highest polarization resistance of 7.39 KΩ·cm
2 

(raising one and half folds compared with 5083 

substrate) and the most noble corrosion potential of -514.5 mVSCE (raising 76% compared with 5083 

substrate).  

(4) Weight loss increased with immersion time in immersion testing in 3.5 wt% NaCl solution. 

Consequently, the electroless Ni-P/nano-CNT was superior to the Ni-P/nano-TiO2 coating and the N-P 

coating, and the best corrosion resistance was observed in the electroless Ni-P/nano-CNT composite 

coating formed at a high CNT concentration of 10 g/L. 

 

 

ACKNOWLEDGEMENTS 

The author would like to thank the National Science Council of the Republic of China, Taiwan, for 

financially supporting this research under Contract No. NSC -99-2221-E-231-002. 

 

 

References 

 

1. K.H. Hrishnan, S. John, K.N. Srinivasan, J. Praceen, M. Ganesan and P.M. Kavimani, Metall. 

Mater. Trans. A, 37 (2006) 1917  

2. S. Narayanan, Surf. Coat. Technol., 200 (2006) 34 

3. C.K. Lee, Surf. Coat. Technol.,  202 (2008) 4868 

4. J.Y. Wang, W. Chen, A.H. Liu, G. Lu, G. Zhang, J.H. Zhang and B. Yang, J. Am. Chem. Soc., 124 

(2002)13358 

5. X.L. Li, J.H. Zhang, W.Q. Xu, H.Y. Jia, X. Wang, B. Yang, B. Zhao, B.F. Li and Y. Ozaki, 

Langmuir 19(10) (2003) 4285 

6. J.N. Balaraju, T.S.N. Sankara Naraynan and S.K. Seshadri, J. Appl. Electrochem., 33 (2003) 807 

7. O.A. León, M.H. Staia and H.E. Hintermann, Surf. Coat. Technol., 200 (2005) 1825 

8. J. Novakovic, P. Vassiliou, Ki. Samara and Th. Argyropoulos, Surf. Coat. Technol., 201 (2006) 

895 

9. A. Aal, H.B. Hassan and M.A. Abdel Rahim, J. Electroanal. Chem., 619 (2008) 17 

10. J. Novakovic and P. Vassiliou, Electrochim. Acta, 54 (2009) 2499 

11. W.W. Chen, W. Gao and Y.D. He, Surf. Coat. Technol., 204 (2010) 2493 

12. C.J. Lin, K.C. Chen and J.L. He, Wear, 261 (2006) 1390 

13. Y.T. Wu, L. Lei, B. Shen and W.B. Hu, Surf. Coat. Technol., 201 (2006) 441 

14. D. Dong, X.H. Chen, W.T. Xiao, G.B. Yang and P.Y. Zhang, Appl. Surf. Sci., 255 (2009) 7051 

15. T. Rabizadeh and S.R. Allahkaram, Mater. Des., 32 (2011) 133 

16. C. León, E. García-Ochoa, J. García-Guerra and J. González-Sánchez, Surf. Coat. Technol., 205 

(2010) 425 

17. J.P. Ge, R.X. Che and X.Z. Wang, Plat. Surf. Finish., 85 (1998) 69 

18. W.X. Chen, J.P. Tu, L.Y. Wang, H.Y. Gan, Z.D. Xu and X.B. Zhang, Carbon, 41 (2003) 215 

19. Z.H. Li, X.Q. Wang, M. Wang, F.F. Wang and H.L. Ge, Tribol. In., 39 (2006) 953 

20. T.F. Li, S.X. Qua, Z.H. Li, W.M. Tao and M. Wang, Mater. Sci. Eng. A, 500 (2009) 182 

http://www.sciencedirect.com/science?_ob=RedirectURL&_method=outwardLink&_partnerName=27983&_origin=article&_zone=art_page&_linkType=scopusAuthorDocuments&_targetURL=http%3A%2F%2Fwww.scopus.com%2Fscopus%2Finward%2Fauthor.url%3FpartnerID%3D10%26rel%3D3.0.0%26sortField%3Dcited%26sortOrder%3Dasc%26author%3DChen,%2520Weiwei%26authorID%3D35749564400%26md5%3D51a3c439b412f3975e3729e8c9e9e5ec&_acct=C000056880&_version=1&_userid=2319522&md5=654e144d66a1a3448418d2e09fd6207d
http://www.sciencedirect.com/science?_ob=RedirectURL&_method=outwardLink&_partnerName=27983&_origin=article&_zone=art_page&_linkType=scopusAuthorDocuments&_targetURL=http%3A%2F%2Fwww.scopus.com%2Fscopus%2Finward%2Fauthor.url%3FpartnerID%3D10%26rel%3D3.0.0%26sortField%3Dcited%26sortOrder%3Dasc%26author%3DGao,%2520Wei%26authorID%3D7402758076%26md5%3D790e6c861ae0c87ebad0b6c7e70226c3&_acct=C000056880&_version=1&_userid=2319522&md5=04e11ed497848069278a4eb355da24a9
http://www.sciencedirect.com/science?_ob=RedirectURL&_method=outwardLink&_partnerName=27983&_origin=article&_zone=art_page&_linkType=scopusAuthorDocuments&_targetURL=http%3A%2F%2Fwww.scopus.com%2Fscopus%2Finward%2Fauthor.url%3FpartnerID%3D10%26rel%3D3.0.0%26sortField%3Dcited%26sortOrder%3Dasc%26author%3DHe,%2520Yedong%26authorID%3D7404941170%26md5%3Db557930ebb6c6e9ea6ad7eba146715c1&_acct=C000056880&_version=1&_userid=2319522&md5=516f3b2c41585822beee70ffaf7d0ac6


Int. J. Electrochem. Sci., Vol. 7, 2012 

  

12954 

21. G. Straffelini, D. Colombo and A. Molinari, Wear, 236 (1999) 179 

22. H. Matsubara, Y. Abe, Y. Chiba, H. Nishiyama, N. Saito, K. Hodouchi and Y. Inoue, Electrochim. 

Acta, 52 (2007) 3047 

23. A. Abdel Aal, Mater. Sci  Eng. A, 474 (2008) 181 

24. P.G. Collion, A. Zettl, H. Bando, A. Thess and R.E. Smalley, Science, 278 (1997) 100 

25. S. Wong, E. Joselevich, A.T. Wooley, C.L. Cheung and C.M. Lieber, Nature, 394 (1998) 52 

26. X.Q. Wang, M. Wang, P.M. He, Y.B. Xu and Z.H. Li, J. Appl. Phys., 96 (2004) 6752 

27. M.M.J. Treacy, T.W. Ebbesen and J.M. Gibson, Nature, 381 (1996) 678 

28. E.W. Wong, P.E. Sheehan and C.M. Lieber, Science, 277 (1997) 1971 

29. S. Alirezaei, S.M. Monirvaghefi, M. Salehi and A. Saatchi, Wear, 262 (2007) 978 

30. D. Galvan, Y.T. Pei and J.Th.M. De Hosson, Surf. Coat. Technol., 201 (2006) 590 

31. J. Chen, G. Yu, B.N. Hu, Z. Liu, L.Y. Ye and Z.F. Wang, Surf. Coat. Technol., 201 (2006) 686 

32. ASTM Standard G1-90, Standard Practice for Preparing Cleaning and Evaluating Corrosion Test 

Specimens. Philadelphia, PA, USA (2000) 

33. K. Wong and K. Chi, Plat. Surf. Finish., 75 (1988) 70 

34. K. Parker, Plat. Surf. Finish., 79(3) (1992) 29 

35. L.Y. Wang, J.P. Tu, W.X. Chen, Y.C. Wang, X.K. Liu, Charls Olk, D.H. Cheng, X.B. Zhang, 

Wear, 254 (2003) 1289 

36. J.W.C. Liberatori, R.U. Ribeiro, D. Zanchet, F.B. Noronha and J.M.C. Bueno, Appl. Catal. A. Gen., 

327 (2007) 197 

37. M. Bowker, D. James, P. Stone, R. Bennett, N. Perkins, L. Millard, J. Greaves and A. Dickinson, J. 

Catal. 217 (2003) 427 

38. P.K. Seelam, M. Huuhtanen, A. Sápi, M. Szabó, K. Kordás, E. Turpeinen, G. Tóth and R.L. Keiski, 

Int. J. Hydrogen Energy, 35 (2010) 12588  

39. A. Ciubotariu, L. Benea, M. Varsanyi and V. Dragan, Electrochim. Acta, 53 (2008) 4557 

40. C. Wagner and W. Traud, Corrosion, 62 (2006) 844 

41. P-H. Lo, W-T. Tsai, J-T. Lee and M-P. Hung, Surf. Coat. Tehnol., 67 (1994) 17 

42. J.N. Balaraju, V. Ezhil Selvi, V.K. Willium Grips and K.S. Rajam, Electrochim. Acta 52 (2006) 

1064 

43. R.M. Abdel Hameed and A.M. Fekry, Electrochim. Acta 55 (2010) 5922 

44. X.H. Chen, C.S. Chen, H.N. Xiao, F.Q. Cheng, G. Zhang and G.J. Yi, Surf. Coat. Technol.,  191 

(2005) 351 

45. H.F. Ma, Z.B. Liu, F. Tian and H. Sun, J. Alloys Compd., 450 (2008) 348 

 

© 2012 by ESG (www.electrochemsci.org) 

 

http://www.sciencemag.org/search?author1=Paul+E.+Sheehan&sortspec=date&submit=Submit
http://www.sciencemag.org/search?author1=Charles+M.+Lieber&sortspec=date&submit=Submit
http://www.electrochemsci.org/

