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Abstract 

Titanium alloys possess poor resistance to friction and this adversely affects the corrosion behavior and 

osseointegration of the implants made from these alloys. Nanostructured PVD coatings with 

biocompatibility, anti-wear and anti-corrosion characteristics have attracted much attention in biomedical 

applications. In this study, TiN and ZrN single layer and CrN/TiN and CrN/ZrN nanostructured 

multilayer thin films were applied on a Ti6Al4V substrate by means of cathodic arc PVD technique. The 

physical-chemical characterization of the coatings was conducted using FE-SEM, EDS, and XRD 

analyses. Their surface topography and wettability were measured. In addition, the hardness and adhesion 

strength were evaluated by means of Knoop microhardness and scratch tests, respectively. Also, the 

apatite-forming ability of the coatings was investigated through SEM, EDS and, FTIR. The corrosion 

performance of the coatings was studied using PDP and EIS assessments in SBF solution. According to 

the findings, the multilayer coatings have higher hardness and scratch resistance than single layers. The 

coating delamination tacked place in Lc equal 39.6 (N) and 39.3 (N) for CrN/TiN and CrN/ZrN coatings, 

respectively. The corrosion assessments revealed that the CrN/ZrN multilayer coating exhibited the best 

corrosion resistance due to its smoother surface and more dense structure in addition to its specific 

architecture. The ZrN single layer and CrN/ZrN multilayer coatings showed a better hydroxyapatite 

precipitation; however, all surfaces had satisfactory bioactivity. In all, this study showed that CrN/ZrN 

nanostructured multilayer thin film is potentially suitable candidates for orthopedic and dental implants. 

Keywords: Arc-PVD, Single layer, Multilayer coatings, CrN/TiN, CrN/ZrN. 

 

1. Introduction 

The high biocompatibility, high strength-to-weight ratio, and low elasticity module of titanium 

and its alloys caused them to be largely used in making medical implants [1]. The titanium oxide 

layer which is naturally created on the titanium/ titanium alloy surface is the main reason for the 

high corrosion resistance of these materials. However, this oxide film can be damaged if shear 

forces and micro-movements are applied to it because of the low friction resistance of titanium-
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based biomaterials. As a result, harmful metallic ions and fine metallic debris can be released 

into the surrounding tissues causing the inflammatory cascade [2,3]. Even if the bone (dental or 

orthopaedic) implants made in titanium are not used for devices with macro movements under 

loading, several steps of the implant manufacturing and life can induce friction forces, micro-

movements, or corrosive environments: cleaning and disinfection of the implant surface through 

mechanical, physical or chemical methods, implant insertion in the bone, presence of bone 

fragments in the surgical site, inflammatory response with acidic pH, fretting with the cement or 

with the bone before osteointegration, friction between the internal implant walls and the 

prosthetic abutment [4]. The deposition of a thin protective film with high hardness and friction 

resistance, on the titanium implants, can be a proper solution to these issues [5,6]. 

Among different protective coatings, thin films of transition metal nitrides, including those made 

of TiN  [5,7], ZrN [2,8], CrN [9,10] and NbN [10,11], are welcomed by researchers because of 

their high hardness, stable friction behavior, high wear and corrosion resistance, and high 

chemical stability. Different methods have been used for the deposition of these materials. 

Among these methods, Cathodic Arc Evaporation Physical Vapor Deposition (CAE-PVD) is one 

of the most efficient physical vapor deposition methods that create dense coatings with high 

adhesion to the substrate [12]. However, the appearance of many microparticles followed by 

pinholes on the final surface of the coating is the most significant weak point of this method [13]. 

The excessive presence of pinholes in the coating has harmful effects on the performance of the 

coating in the corrosive media of the body, especially when subjected to sliding conditions and 

under micro-motions [14]. 

The development of nanostructured multilayers (superlattices) is a crucial approach for 

increasing the performance of the coatings created using the CAE-PVD method. Researchers 

have been interested in this strategy for several decades [14–17]. The interfaces in the multilayer 

structures serve as a barrier against the corrosive electrolytes of the body to path through the 

substrate. Additionally, the columnar structure of the coating is prevented by the deposition of 

alternating layers, limiting the electrolyte’s passage to the substrate. With this approach, the 

achieved coatings have more protective properties against corrosion [18]. Their superior 

adhesion to the substrate, caused by the stress gradient distribution within them, and also their 

higher hardness and wear resistance, than single layers, make them more stable under sliding 

conditions [19]. 

Different attempts were made to evaluate the nitride-based single layer and multilayer coatings 

for various applications. For instance, CrN/MoN [20], CrN/ZrN [17,21,22], CrN/TiN [23,24]  

,TiN/TaN [25,26] have been developed during recent years. It needs to note that most of these 

coatings were applied on steel-based substrates. Table 1 summarizes some of the published 

works focused on multilayer coatings and their properties. This literature survey shows that 

limited works are reported on nanostructured multilayer coatings on titanium-based alloys for 

biomedical applications. In recent years, TiAlN/TiN coating was fabricated on Ti45Nb substrate 

[27] and TiN/CrN coating was constructed on Ni/Ti substrate [28] and, Ti6Al4V [29] for 

biomedical applications but in a different form of nanolayers configuration and thickness, than 

our coatings. 



According to our previous works[30,31] the layer architecture is an important factor influencing 

the mechanical properties and corrosion behavior of the multilayer PVD coatings. To the best of 

our knowledge, there are no reports available in the literature concerning the corrosion and 

bioactivity properties of nanolayered CrN/TiN and CrN/ZrN multilayer coatings. This study 

aimed to investigate the structure, corrosion resistance and bioactivity of two multilayer thin 

films on Ti6Al4V for biomedical applications. For this purpose, CrN/TiN and CrN/ZrN 

multilayer coatings with special layer architecture were fabricated on Ti6Al4V substrate using 

cathodic-arc evaporation (CAE) PVD process. For comparison aspects, TiN and ZrN single 

layers were also coated on Ti6Al4V. In order to obtain a better comparison, the same thickness 

of different coatings was applied to the Ti6Al4V substrate by adjusting the deposition 

parameters, the microstructure, surface characteristics, bioactivity, scratch and corrosion 

resistance of the prepared coatings have been carefully investigated.  

Table 1. Some previous studies have been conducted on the properties of nanostructured multilayer coatings  

Coating and 

deposition method 

Substrate Application Thickness Corrosion behavior(electrochemical 

tests ) 

Bioactivity Scratch resistance Ref 

Annealed CrN/ 

CrAlN 

 

CAE-PVD 

 

304 stainless 

steel 

Industerial N/A Has been investigated by EIS in 3.5% 

NaCl. The maximum Rp is 32 MΩ for 

annealed CrN/CrAlN in 700℃. 

N/A N/A [32] 

TiN/CrN 

 

CAE-PVD 

Carburized-

H13 hot-

work steel 

Industrial 2 μm Has been investigated by EIS in 3.5% 

NaCl. The maximum Rp is 3800 Ω for 

TiN/CrN 

 

N/A N/A [33] 

TiN/CrN 

 

CAE-PVD 

Nickel-

chromium 

dental alloy 

Dental fixed 

prosthesis 

1.8± 0.2 

μm 

Has been investigated by EIS in 

artificial saliva. The maximum Rp is 

59440 and 356104 Ω for CrN/TiN in 

PH=3 and 6.5 respectively. 

N/A N/A [28] 

CrN/TiN 

 

CAE-PVD 

Ti-6Al-4 V Biomedical ∼2 μm Has been investigated by EIS in 

Hank’s solution. The maximum Rp is 

825560Ω for CrN/TiN. 

N/A N/A [29] 

ZrN/CrN 

 

CAE-PVD 

 

AISI 304 Industrial N/A Has been investigated by EIS in 3.5% 

NaCl. The maximum Rp after 24h 

immersion is 1321990 Ω for ZrN/CrN. 

N/A N/A [34] 

CrN/TiN 

 

CAE-PVD 

Ni–Cr 

ceramic 

dental alloys 

Dental 

implant 

1.8± 0.2 

μm 

Has been investigated in Hank’s 

solution. The maximum Rp is 96292Ω 

for CrN/TiN. 

N/A N/A [35] 

CrN/ CrAlN and 

CrCN/CrAlCN 

 

CAE-PVD 

430 Stainless 

Steel 

Industrial 3.29 μm Has been investigated by EIS in 3.5% 

NaCl. The maximum Rp is 145183Ω 

and 6396080 Ω for CrN/ CrAlN and 

CrCN/CrAlCN ,respectively(after 1 

day immersion). 

N/A N/A [36] 

TiN/NbN 

 

Mixed HIPIMS-

UBM* 

CoCrMo 

alloy 

Biomedical 3.95 μm N/A N/A N/A [11] 

ZrN/CrN with 

10 bilayers (10 L), 

20 bilayers (20 L) 

and 30 bilayers (30 

L) periodes 

 

CAE-PVD 

AISI 304 

stainless steel 

Industrial N/A Has been investigated by EIS in 3.5% 

NaCl. The maximum Rp is 1.67×106,  

6.94×106 and 10.41×106 Ω for 

ZrN/CrN with 10 L,  20 L  and 30 L 

bilayers respectively(after 1 day 

immersion). 

N/A N/A [37] 

TiN/NbN 

 

DC reactive 

magnetron 

sputtering 

316L 

Stainless 

Steel 

Biomedical 1.6μm Has been investigated by PDP 

analysis. The higher corrosion 

potential and lower corrosion current 

density is for TiN/NbN in comparison 

with single layers. 

N/A N/A [38] 

ZrN/CrN 

 

CAE-PVD 

AISI 304 

Stainless 

Steel 

Industrial N/A Has been investigated in 3.5% NaCl. 

The maximum Rp is 1.32×106Ω for 

ZrN/CrN. 

N/A N/A [21] 

Zr/ZrN and 

TiN/ZrN 

 

CAE-PVD 

TiNiNb alloy Biomedical ∼600 nm Has been investigated by Tofel 

polarization tests in Ringer solution. 

The icorr is 1.8×10-8A for Zr/ZrN and 

4.2×10-8A for ZrN/TiN. 

N/A N/A [39] 

TiN/ TiAlSiN TC18 Industrial 3.8 μm N/A N/A The critical load for [40] 



 

Multi-arc ion 

plating technique 

(Ti5Al5Mo5

V1CrFe) 

alloy 

TiN/ TiAlSiN was 

up to 62.4 N 

ZrN/CrN 

 

CAE-PVD 

AISI321 

Stainless 

Steel 

Industrial 628 nm N/A N/A N/A [22] 

TiN/CrN 

UBM 

tungsten 

carbide 

Industrial 1.77 μm N/A N/A The critical load was 

24.7N and 

45.1N for TiN single 

layer and TiN/CrN 

multilayer, 

respectively 

 

[16] 

TiN/TiCN 

DC magnetron 

sputtering 

2520-310S 

steel 

Industrial 23.5 μm N/A N/A The critical load was 

23.5 N for 

TiN/TiCN 

 

[41] 

* High Power Impulse Magnetron Sputtering-Unbalanced Magnetron Sputtering 

 

2. Experimental procedure 

2.1. Coating fabrication 
The TiN and ZrN single layer and CrN/TiN and CrN/ZrN nanostructured multilayer coatings 

were deposited on Ti6Al4V substrates using CAE-PVD (DS&Ca6α Yarnikan Saleh, Iran). A 

commercial plate of Ti6Al4V (50 × 30 cm) with the following composition (Ti = 89.71%, Al = 

4.49%, V = 3.37%, other < 0.43%) was used as substrate. Before the coating process, samples 

were cut in 10 mm × 10 mm × 1 mm dimensions. All of the samples were grinded with SiC 

grinding papers up to 1200 grit and then washed in an ultra-sonic cleaner once with ethanol and 

once with distilled water. The samples were then dried at room temperature. The samples were 

stored in the desiccator up to the start of the coating process in order to prevent any 

contamination.  

After placing the samples in the coating chamber, the samples were under Ar+ ion bombardment 

at 800 V for 10 minutes, in order to increase the coating adhesion strength. During the deposition 

process, very pure N2 gas (99.96%) was introduced into the chamber. The targets below were 

used as a vacuum-arc set: Ti target (99.96%) for TiN single layer coating, Zr target (99.96%) for 

ZrN single layer coating, Ti and Cr (99.96%) targets for CrN/TiN nanostructured multilayer 

coating and Zr and Cr targets for CrN/ZrN nanostructured multilayer coating. 

Coating parameters are mentioned in Table 2 in detail. For the deposition of multilayer coatings, 

the rotating stage holder of samples was stopped in specific time intervals to the cathodic 

bombardment of the samples for a specified period of time  (predetermined time). The time was 

set up so that equal thickness of alternative layers of CrN/TiN and CrN/ZrN formed.   

 

 

 



Table 2. Coating parameters 

                       Coating Parameters        

Working pressure (Pa) 0.66 

Current of target evaporation (A) 100 

Deposition time (min) 90 

 Substrate rotating rate (rpm) 3 

Deposition temperature (°C) 250 

Substrate bias voltage (V) -100 

Substrate- target distance (mm) 150 

Duty cycle (%) 50 

 

2.2. Microstructure and surface characterization 

For identifying the phase structure of the coatings and substrate the small angle X-ray diffraction 

analysis (XRD, PANalytical X’Pert Pro PW 3040160 Philips, Malvern Panalytical, Egham, 

United Kingdom) was used. This analysis has been done by using a pan-analytical X-ray 

diffractometer with Cu-kα radiation source with 1.54 A° wavelength and 0.001° step size in the 

2𝜃 scan range from 20 to 80 in 𝜃 - 2𝜃 Bragg-Brentano mode. The Philips Xpert high score™ 

and Origin™ software were used for data elaboration. The JCPDS database has been used for the 

identification of the phases (JCPDS sheet no. 044-1294 has been used for the Ti α phase and no. 

044-1288 for the β phase; no. 038-1420 for TiN; no. 076-2494 for CrN and no. 035-0803 for 

Cr2N; no. 074-1217 for ZrN).  

Morphological characterization of coated samples was done by Field Emission Scanning 

Electron Microscopy (FE-SEM, MIRA3-XMU, Czech). To estimate the coating composition, 

energy-dispersive X-Ray spectrometry (EDX, Seron AIS 2300™) was used. For evaluating the 

cross-section of coatings and measuring the thickness of them, the samples, mounted in phenolic 

resin, were grinded with SiC grinding papers up to 2500 grit. After that, the samples were 

polished via polishing clothes using an alumina powder with a size of 0.05 µm. In the next step, 

the surfaces were washed with distilled water, and then they were cooled down in the warm 

airflow. 

The roughness of the substrate and coated samples was quantified by means of a contact profiler 

equipped with a diamond stylus tip  (Taylor-Hobson, Form Talysurf 120L™, UK). Each 

measurement was repeated 3 times. The data were elaborated with Taylymap™ software. 

Roughness parameters were determined by using ISO 25178 standard. 

Hydrophobicity or hydrophilicity behavior of the raw and coated samples was determined by 

using the static contact angle analysis (Sessile drop method, DSA-100, KRUSS™, Gmbh 

Hamburg, Germany). Distilled water (5μL) was used as wetting fluid at room temperature. The 

measurement was repeated 5 times for each sample. Before the analysis, the samples were 

cleaned for ten minutes in an ethanol ultrasonic bath, followed by five minutes in distilled water, 

and then dried in a warm airflow. 

The microhardness of samples was measured by a HV-1000 Knoop hardness tester (BIUGED™, 

Guangzhou, China) in a loading process at force 25 g and 15 seconds duration. 5 indentations 

were conducted for each sample and the results were averaged. 



To evaluate the adhesion strength of coatings to the substrate, the scratch test was done in the 

Revetest mode  (CSMTM Revetest Machine, Anton Paar, Austria). The loading was done by using 

a Rockwell C diamond indenter with a 200 μm tip radius. Loading was progressively increased 

from 1 N to 50 N at the rate of 100 N/min, and the indenter speed was 100 mm/min. The scratch 

overall length was 4.99 mm. 5 scratches were made on each sample and the final result was 

obtained from their average. Applied load, friction coefficient, and Acoustic Emission (A.E.) 

signals were recorded continuously. In this analysis, the critical load (Lc) or the load at which the 

delamination of the coating begins is an index of the adhesion strength of the coating. A.E signal 

variations and optical observations of the scratch tracks were used to estimate this load. 

Scratched surfaces were examined with a scanning electron microscope (Jeol Jsm- 6490LV™, 

Japan) in order to have a precise investigation of the scratch morphology. 

2.3. Bioactivity investigations 

To investigate hydroxyapatite formation on the surface (bioactivity) of the fabricated coatings, 

the specimens were immersed in 50 mL simulated body fluid (SBF) and incubated at 37 ◦C for 

14 days in a static condition in an incubator. The specimens were then removed from the SBF, 

rinsed with distilled water, and dried. The surface morphology and composition were 

investigated using SEM and EDS analyses. The SBF was prepared by dissolving some chemical 

material in distilled water. Then was buffered with (CH2OH)3CNH2 and HCl in PH=7.4 and 

37°C.  The composition of SBF is depicted in Table 3. The formation of hydroxyapatite was 

identified using Fourier Transform Infrared analysis Spectroscopy (FTIR alpha Bruker optics, 

Ettlingen, Germany) after 14 days immersion.  

Table 3. Chemical composition of SBF [42] 

Material Amount in 1000 ml of distilled water(gr) 

Sodium chloride (NaCl) 8.035 

Sodium hydrogen carbonate (NaHCO3) 0.355 

Potassium chloride (KCl) 0.225 

Di-potassium hydrogen phosphate trihydrate 

(K2HPO4.3H2O) 

0.231 

Magnesium chloride hexahydrate (MgCl2.6H2O) 0.311 

Calcium chloride (CaCl2) 0.290 

Sodium sulfate (Na2SO4) 0.072 

Tris-hydroxymethyl aminomethane 

((CH2OH)3CNH2) 

6.118 

Hydrochloric Acid (HCl) (1 M) 0-5 ml 

 

 

2.4. Corrosion studies 

The corrosion behavior of samples was studied by employing a potentiostat/galvanostat 

(AMETEK model PARSTAT 2273™, USA) in SBF at 37 ℃. The Potentiodynamic Polarization 

(PDP) test was done in the range from –0.25 V less than the open circuit potential (OCP) to 0.6 

V at the 1 mv/s scan rate. The test was done in a 3 electrodes electrochemical cell containing a 

platinum plate, as a counter electrode, an Ag/AgCl (in saturated KCl solution), as a reference 



electrode, and the raw substrate or coated samples, as the working electrode.  PDP analysis was 

performed on 3 samples of raw substrate and each coating, and the findings with average 

amounts were presented. The samples were immersed in the electrolyte for 30 minutes before 

each test to achieve a steady state. The test results were analyzed using Powersuite software. 

Additionally the electrochemical impedance spectroscopy (EIS)  measurements were carried out 

at OCP conditions with a step rate of 15 point/decade in the applied frequency range of 100 KHz 

to 10 MHz. Analysis was performed on 3 samples of each condition (uncoated and coated 

samples) and the results were fitted by means of Zview software. 

3. Results and discussion 

3.1 Crystallographic analysis  

The XRD patterns of the substrate and single layers along with the nanostructured multilayer 

coatings are presented in Figure 1. The XRD spectrum of the CrN single layer is shown for a 

better understanding of the multilayer coatings’ diffraction patterns. According to the spectrum 

of Ti6Al4V, α and β phases of Ti cannot be separately identified because of the overlapped 

diffraction reflections [43]. More than one diffraction reflection has been found on all coated 

samples, proving that the coatings are polycrystalline.  

According to the diffraction pattern obtained on the CrN/TiN nanostructured multilayer coating, 

a TiN layer, with a Face Centered Cubic (fcc) structure, was recognized by the intense peaks 

placed at 2𝜃 equal to 36.3° (111), 43.46° (200), 61.54° (220), 74.17° (311), and 77.71° (222), 

respectively. Also a CrxN layer, consisting of CrN (planes (111), (200), (220)) and the Cr2N 

hexagonal phase, including the planes (002) and (111), was detected in this spectrum with lower 

intensity [16]. 

Additionally, it was observed that the XRD spectrum of the CrN/ZrN nanostructured multilayer 

coating includes intense peaks of the fcc phase ZrN ((111), (200), (220), (311), (222) planes), 

and weak diffraction signals of CrN (111), (200), (220) and Cr2N (111) planes. These findings 

are in accordance with those of other researchers [22,44]. 



 

Figure 1 XRD patterns of the coated Ti6Al4V with CrN, TiN, ZrN single layers and CrN/TiN and CrN/ZrN 

nanostructured multilayer coatings.  

3.2 Morphological and chemical characterization 

In Figure 2, the top-surface FESEM images of single-layer and multilayer coatings are reported. 

As it can be seen in the images, all the coatings have microparticles on their surface (yellow 

arrows). It is unavoidable that these microparticles will form throughout the arc deposition 

process. Actuality, this phenomenon is one of the intrinsic features of the arc deposition process 

CrN TiN  ZrN 

(002) 

(220) 

(311) (222) 

(111) 
(111) (200) 

(111) 

(111) 

(200) 

(200) 

(220) 

(220) 

(311) 
(222) (111) 

(111) 
(200) (220) 

(311) (222) 

(111) 

(200) 

(220) 

(311) (222) 

(111) 

(200) 

(200) 
(111) 

(220) (311) 

𝛼 𝛽 

(111) (101) 

(102) 
(110) 

(103) 
(211) 

(201) 

Cr
2
N  

 



[45]. These microparticles, mostly contain metallic phases as proven in some studies [46,47]. 

According to the study of Rujin Tian and his coworkers, the microparticles generated on the TiN 

coated surface are mostly titanium with a small amount of nitrogen [47]. The presence of 

nitrogen in the composition of these microparticles is inevitable because of the atmosphere of the 

deposition chamber. Therefore, the microparticles on the TiN coating surface are a solid solution 

of nitrogen in titanium, while the solid solution of nitrogen in chromium is for CrN coatings [46]. 

It is possible to regulate the density and size of the microparticles by adjusting the N2 pressure, 

negative bias voltage, and target electric current. Additionally, they may be adjusted by utilizing 

a filtration system in the chamber [48]. These microparticles are easily removed from the surface 

because they have a weak bond with the matrix of the coating. The surface defects known as 

pinholes are caused by the detachment of these splattered microparticles from the surface [44], 

[48]. Even though these microparticles and pinholes can be seen in all of the coatings (red 

arrows), it is clear that they are different in number and size. It is noteworthy that, coating 

composition influences the density and size of these defects as proven in other studies. In this 

work, the ZrN single layer and  CrN/ZrN nanostructured multilayer  coatings are relatively 

smoother and more compact and homogenous than the TiN single layer and CrN/TiN 

nanostructured multilayer coatings. Actually, the density of microparticles and size of the 

pinholes on them are less than the two others. The reason is that the melting point of Zr is higher 

than that of Ti. It is crucial to understand that the melting and boiling points of the target have a 

significant impact on the final quality of coatings made using the arc process [46,49]. It is 

expected that the surface of the TiN single layer and CrN/TiN nanostructured multilayer coatings 

have more and bigger microparticles and pinholes than the two other coatings. These findings 

concur with those of previous research [49]. 

  

  

Figure 2 FE-SEM surface morphologies of (a) TiN; (b) ZrN single layers coatings; (c) CrN/TiN and (d) 

CrN/ZrN nanostructured multilayer coatings. 

 

(a) (b) 

(c) (d) 



Cross-sectional microscopic micrographs of CrN/TiN and CrN/ZrN nanostructured multilayer 

coatings are shown in Figure 3 together with TiN and ZrN single layers. The architecture of 

nanostructured multilayer coatings is clearly defined in the highest magnified images. The 

observations imply that the coatings have a compact and dense morphology. There are no defects 

or internal cavities in the coating thickness. In all samples, the interface of the coating and 

substrate is free of any defect and exfoliation. This guarantees the high-quality adhesion of the 

coating to the substrate. These findings are in line with what has been proven in earlier 

investigations [17,50].  

The use of an interlayer during the arc process is an appropriate technique which is employed for 

ensuring that the coating has good adhesion to the substrate. For TiN and ZrN single layers, thin 

layers of titanium and zirconium were deposited on the Ti6Al4V substrate, respectively, with a 

thickness of less than 100 nanometers. After that, the uniform, soft, and dense layers of TiN and 

ZrN were deposited on the mentioned interlayers respectively, with thicknesses of about 3 μm. 

The design and architecture of multilayer coatings are different from those of single layers, 

nevertheless; that is why the coating parameters were set so that the overall thickness of all 

coatings would be equal. According to Figure 3 (c) and (d), which are related to the CrN/ZrN 

nanostructured multilayer coating, a Cr layer (thickness of less than 100 nm) and then a CrN 

layer (thickness of less than 0.8 μm) have been deposited as interlayers. The Cr layer guarantees 

the adhesion of the CrN layer to the substrate, as the CrN layer does for the upper layers. After 

the deposition of these two interlayers, the CrN and ZrN layers were deposited alternately, till 

the thickness of this region reached ≈ 1.75 μm. After that, a uniform monolayer of ZrN was 

deposited, on the top of the previous section containing alternating layers, with a ≈ 400 nm 

thickness. Because of the low temperature during the coating process (200 °C), penetration of the 

individual layers into each other could be ignored and that is why the nanolayers are observed 

with a clear interface and borders. The layers in this coating are visible as dark and bright tones 

due to differences in the electronic densities of the materials. Light gray layers are related to ZrN 

(with a thickness of about 50.07 nm) and the dark gray color is related to the CrN layer (with a 

thickness of about 64.20 nm). The CrN layers are thicker than the ZrN layers. Possible causes 

include the target current and the difference in the melting points of Cr and Zr. In this 

circumstance, the target with the highest current has the highest inlet energy, allowing deposition 

happens at a higher rate [51]. 

This approach is also used for the deposition of CrN/TiN nanostructured multilayer coating, but 

the difference is the deposition of TiN and CrN layers instead of ZrN and CrN.  So, a new area 

with a thickness of about 1.8 μm was formed. Then a ≈ 500 nm uniform and soft layer of TiN 

was deposited as the last part. CrN and TiN layers are paired as darker and lighter layers. 

However, the layer contrast is not as strong as the CrN/ZrN coating. This is caused by the fact 

that the difference in electrical density of Cr and Ti is smaller than that between Cr and Zr. 

However, both coatings have uniform layers adhering to the substrate, creating a compact and 

dense structure. The wavy state of the interface between the layers is because of surface 

roughness which is caused by the splatting of microparticles on the surface [21]. 

 



 

  

 

 

Figure 3 Cross-sectional FE-SEM images of (a) TiN; (b) ZrN single layers coatings; (c,d) CrN/ZrN and (e,f) 

CrN/TiN nanostructured multilayer coatings (in two magnifications). 

The cross-sectional EDX-elemental line scans and maps of all the samples are presented in 

Figure 4-Figure 7. The line scan EDX profile of all the coatings demonstrates that the amount of 

the coating elements is substantial and extends to the depth of 3 μm. By coming closer to the 

interface of the substrate and coating, their amounts become lower and the amount of the 

substrate elements, especially Ti increases.  

For those two multilayer coatings, the amount of their elements is presented as an approximation. 

The main reason is that the penetration depth in the EDX analysis is larger than the individual 

layer thickness. However, this condition is a little different in the case of N and it is obvious that 

it has a more uniform distribution than others. This procedure is proven in the cross-sectional 

elemental distribution map of coatings and it is easily comprehensible with the  color separation 

done in the Figure 4-7. 
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Figure 4 Cross-sectional EDS (a) line scan; (b) Ti and (c) N, map analysis of TiN single layer coating. 

 

 

 

Figure 5 Cross-sectional EDS (a) line scan; (b) Zr; (c) N and (d) Ti, map analysis of ZrN single layer coating. 
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Figure 6 Cross-sectional EDS (a) line scan; (b) Zr; (c) Cr; (d) N and (e) Ti, map analysis of CrN/ZrN 

nanostructured multilayer coating.  

 

 

 

Figure 7 Cross-sectional EDS (a) line scan; (b) Ti; (c) Cr and (d) N, map analysis of CrN/TiN nanostructured 
multilayer coating. 
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3.3 Surface properties 

3.3.1 Surface roughness 

The surface roughness parameters and surface profile of all samples are given in Table 4 and 

Figure 8. As it is obvious from the FESEM observations, the coated samples with a TiN single 

layer and CrN/TiN nanostructured multilayer films exhibit rougher surfaces than the others.  

Table 4. Surface roughness, microhardness, and contact angles values of the substrate and coated samples 

Sample Roughness(µm) Microhardness(Gpa) Contact angle(°) 

Sa Sq 

Ti6Al4V 0.085±0.013 0.106±0.012 3.99±0.46 
61.3±2   

TiN coated Ti6Al4V 0.214±0.031 0.267±0.031 23.08±0.84  
74.4±3   

ZrN coated Ti6Al4V 0.072±0.014 0.096±0.011 20.74±0.76 
65.4±3   

CrN/TiN coated Ti6Al4V 0.305±0.033 0.391±0.047 33.84±1.25 
79.7±5   

CrN/ZrN coated Ti6Al4V 0.061±0.009 0.084±0.012 30.67±1.53 
62.5±2   

 

The higher values of Sa and Sq for the coated samples with a TiN top layer are because of the 

presence of more microparticles and pinholes on them in comparison with the coated samples 

with a ZrN top layer [52]. As a consequence of the physical evaporation of vapor (PVD) method, 

it has been demonstrated in several studies that ZrN coating has a denser morphology than TiN 

[22,26] and CrN [50]. As a result, it is anticipated that coatings with a TiN top layer would be 

rougher than coatings with a ZrN top layer. The ZrN and CrN/ZrN coatings result in an average 

roughness of 60-70 nm that is close to that of “smooth” cemented orthopaedic implants[53] 

which are a case of relevant friction issues. The Sq/Sa ratio is close to 1.25 for the TiN and 

CrN/TiN coatings while it is higher for the ZrN and CrN/ZrN ones. This is evidence of a more 

rounded shape, close to a Gaussian height distribution, of the surface features of the former while 

they are sharper in the later cases. 
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Figure 8 surface profile of uncoated and coated Ti6Al4V with TiN and ZrN single layers and CrN/TiN and 

CrN/ZrN nanostructured multilayer coatings. 

3.3.2 Surface wettability 

The results of wettability analysis, containing the water contact angles and water drops are 

presented in Table 4. All the tested surfaces can be classified as hydrophilic because the contact 

angles are all below the threshold of 90°. The measured contact angles of the coatings with a TiN 

top layer are slightly higher than those of the raw substrate and coatings with ZrN as a top layer. 

The little variations in contact angles observed can be mainly attributed to the differences in 

surface topography and roughness. Generally, the hydrophobicity or hydrophilicity of a surface 

is affected by surface chemical composition (contaminants from the atmosphere during 

deposition of the coating), roughness, and surface energy [54,55]. A micro- and nano-metric 

topography of a surface, which causes air trapping, can increase the contact angle whether the 

chemistry of the surface is more hydrophobic or lesser hydrophilic [56–58]. In this study, there 

are lots of microparticles and pinholes on the surface of the TiN single layer and CrN/TiN 

nanostructured multilayer coatings in comparison with the two others. Probably, more air will be 

trapped on the surface of them, and so this air trapping increases the hydrophobicity of the 

surface. 



 

3.4 Hardness 

The Knoop microhardness values for the substrate and all coated samples are presented in Table 

4. Compared to the single layer coatings, higher hardness values were observed on the multilayer 

coatings similarly to those described elsewhere [33]. Additionally, the reported hardness values 

of the single layer coatings were significantly greater than those of the raw substrate because of 

the formation of a single-phase of TiN and ZrN as a hard layer on it. 

The results are in accordance with the ones reported by Maksakova et al. [17] in their study 

based on the enhancement of the hardness value of the CrN/ZrN nanostructured multilayer 

coatings, in comparison with the CrN and ZrN single layers. 

A large number of sharp and narrow interfaces act as barrier to movement of dislocations in 

these structures. Hence, an enhanced stress is needed for the dislocation movement [59]. 

Characterization of sputtered zirconium nitride films deposited at various argon: nitrogen ratio 

shows that the interfacial crystalline coherency and orientation of the individual monolayers also 

have a significant effect on the hardness value of these coatings [33]. When the shear modules of 

two layers, in a multilayer structure, are different, dislocations are positioned in the layer with a 

lower shear module because of the different dislocation line energy in them. In this circumstance, 

a stronger stress is required to move the dislocations to the layer with a higher shear module. 

Therefore, it would be difficult for dislocations to move across the interface of the two layers, 

increasing resistance to plastic deformation and, consequently, the hardness value of the coating 

[54]. 

Another factor, contributing to the high hardness of both the CrN/TiN and CrN/ZrN multilayer 

coatings, could be due to the presence of the Cr2N phase with a hexagonal structure close to the 

CrN phase, with a cubic structure, in the CrN layers [17]. It can be expected that the high 

hardness values of these coatings lead to an improvement of their wear resistance [54]. 

3.5 Coatings adhesion 

The results of the scratch tests (morphology of the tracks, acoustic emissions (A.E.), friction 

coefficients, and normal load graphs) are shown in Figure 9. A sharp increase in the A.E. signal 

was used for a first identification of the critical load (Lc), then it was confirmed, or eventually 

repositioned, by the SEM observation of the scratch tracks in correspondence of this load. On 

these samples, the Lc is not exactly on the point where the A.E. signal varies. This is because of 

some small cracks and fractures that occur on both sides of the scratch track before the coating 

being delaminated [16]. Referring to the sharp variation in A.E. signals and optical images, the 

measured values of Lc for CrN/TiN and CrN/ZrN nanostructured multilayer coatings are higher 

than those for single layers.  

The SEM images collected from the surfaces of all the coatings clearly show the presence of 

radial cracks on the edges of the scratch tracks. Both a high compressive stress, in front of the 

indenter, and tensile stress, behind of it, cause these cracks to develop [60]. This behavior is 

because of the high hardness of the tested coatings [61]. The cracks appearing on the edge of the 

scratch track, parallel to the scratch direction, are tensile cracks that are much more present on 



the single-layer TiN coating than in the ZrN one. Also, a recovery spallation failure can be 

observed in the scratch track of the ZrN coating. The recovery spallation failure gets stronger 

when the difference in the elasticity modules of the coating and the substrate is higher. Here, this 

condition is observable in the case of the ZrN single-layer coating. Additionally, conformal 

cracking can be clearly observed on the SEM images of the CrN/TiN and CrN/ZrN 

nanostructured multilayer coatings [61]. 

High residual compressive stress in CAE-PVD coatings could be a potent driving force toward 

coating separation when it is under load. So, decreasing the residual compressive stress within 

them is one of the effective approaches for increasing the adhesion strength of a coating to the 

substrate [15]. Deposition of alternating nanolayers, using interlayers, as well as adjusting them 

in number and thickness, might be effective in decreasing the compressive stress in addition to 

applying a bias voltage during the deposition process. For the single layer coatings, compression 

stresses are distributed in the whole thickness of the coating with the maximum value near the 

interface of the coating and substrate. While, the distribution is different in the structures 

consisting of nanolayers such as CrN/TiN and CrN/ZrN. The presence of these nanolayers 

prevents from stress accumulation and forms a gradient distribution of the stress. In these 

structures, the coating lifetime expands by controlling the crack growth through the 

“nanostructuration” of the stress field all along the thickness of the coating [19]. The presence of 

various interfaces in the nanostructured multilayer coatings and their function in preventing the 

mobility and propagation of cracks postpone the coating’s destruction. Also, they may change 

the direction of the crack propagation in the film and limit it [60]. Finally, the higher hardness 

compared to single layers is also an effective parameter in their greater resistance to plastic 

deformation [60]. 

In present study, using of CrN, as a supportive layer in multilayer coatings, suggested that the 

upper layers have more loadbearing capacity and higher adhesion strength than single layer 

coatings. In the multilayer coatings, the presence of interlayers causes the failure mode to shift 

from brittle to ductile at the interface between the coating and substrate. Additionally, the use of 

–100 V bias voltage has a positive effect on the adhesion and cohesion of these coatings [62]. 

 

 

 

 

 

 

 

 

 



 
 

 

  
 
 
 
 
 
 
 
 
 
 
 

   

 
 
 
 
 

   

 

 

Figure 9Acoustic emission spectra and SEM images of scratch tracks for (a, e, i) TiN; (b, f, j) ZrN single 

layers; (c ,g, k) CrN/TiN and (d, h, l) CrN/ZrN nanostructured multilayer coatings. 
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3.6 In vitro bioactivity assessment 

Bioactivity is an important factor influencing the bone bonding at the implant surface [63]. In 

this work, the bone-like apatite formation ability of different coatings has been examined after 14 

days immersion in SBF. It needs to noate that the uncoated titanium and its alloys exhibited poor 

bioactivity [63].  

Figure 10 displays the characteristic surface morphologies and EDS analysis of the surface of 

different tested samples. It can be seen that the uncoated Ti6Al4V alloy surface showed no 

visible or very few participates after soaking in SBF. Also, the Ca/P molar ratio is 1.16 which is 

much lower than the Ca/P ratio in stoichiometric hydroxyapatite. This indicates that mono 

calcium phosphate (Ca(H2PO4)2H2O) or dicalcium phosphate (Ca(HPO4)H2O) were formed on 

the surface, based on previous investigations [64,65]. In contrast, the surfaces of all the coated 

samples were covered with apatite particles (floccule-like). According to EDS results, the 

presence of Ca and P was confirmed on the surface of all coatings. Ca/P ratio was 1.72±0.04 and 

1.91±0.02 for TiN and ZrN single layers, respectively. This ratio was 1.89±0.07 and 1.8±0.04 for 

CrN/TiN and CrN/ZrN multilayer coatings, respectively.  By comparison of the SEM images, it 

can be deduced that the number of apatite particles on the surface of the ZrN single layer and 

CrN/ZrN multilayers are more than those observed on the surface of TiN single layer and 

CrN/TiN multilayer coatings. This trend can be related to the special topography of the TiN 

single layer and CrN/TiN multilayer coatings (as described in section 3.2).  

 

FTIR examinations were also conducted on different candidates after bioactivity tests. 

Adsorption bands corresponding to uncoated and coated surface groups are shown in Figure 11. 

FTIR adsorption spectrum of coated samples shows characteristic bands for hydroxyapatite. The 

presence of vibration bands at 562 and 600cm-1 are related to the symmetric bending vibration of 

PO4
3-(ʋ4), while the band at 867 cm-1 is a characteristic band for the symmetric stretching 

vibration of PO43-( ʋ1) [66]. Also, the phosphate group at a range from 900 to 1200 cm-1 

represents ʋ3 stretching vibration for P-O [65]. The bands in a range from 1410 to 1470 and a 

weak peak at 1545 cm-1 are attributed to the ʋ3 vibrations of CO3
2- groups as a consequence of 

the substitution of CO3
2- group with PO4

3- group for B-type carbonated apatite ]66[. The 

symmetric stretching vibration band of the HPO4
2- group is observed at 1240 cm-1[67]. The 

carbonyl group C=O is identified from the bands at 1712 cm-1. The weak peak detected at 2850 

can be assigned to ammonium ions [66]. The broadband for stretching mode (ʋ5) of OH- can be 

assigned at 3570-3853 cm-1[67]. 
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Figure 10 SEM surface micrographs and EDS analysis of uncoated and coated Ti–6Al–4V alloys after 

soaking in SBF for 14 days. 



 

Figure 11 spectrum of the biomimetic apatite layer on the surface of the uncoated and coated Ti–6Al–4V 

alloys after 14 days immersion in SBF. 

 

3.7 Electrochemical behaviour 

PDP curves for uncoated and coated samples in SBF solution are shown in Figure 12. Extracted 

data from these curves, including the corrosion potential (Ecorr), calculated by using the Tafel 

extrapolation method, corrosion current density(icorr), polarization resistance (RP), and protection 

efficiency (Pi%), are presented in Table5. Polarization resistance is an index of resistance to 

corrosion and it was calculated from the Stern-Geary formula for all the samples [68]. As it is 

clear from PDP curves, the corrosion potential and corrosion current density of the raw substrate 

have a shift to respectively more positive and lower values by applying the nitride coating on it. 

This suggests that nitride coatings reduce both the substrate corrosion driving force 

(thermodynamic effect) and corrosion rate (kinematic effect). 

By the comparison of the curves of coated samples, it can be seen that their corrosion potentials 

are close to each other which means that their corrosion tendency in the mentioned environment 

is similar [69]. However, the values show the noblest behavior of the CrN/ZrN nanostructured 

multilayer coating in the SBF solution. The polarization resistance of this sample is also higher 

than the others and its corrosion current density is the lowest one. The values are 2.92 × 105 

Ωcm2 and 1.21 × 10–7 A/cm2 , respectively. Meanwhile, the polarization resistance value and 

corrosion current density of the ZrN single layer and CrN/TiN nanostructured multilayer 

coatings are higher than the TiN single layer. This behavior may be understood as a result of the 

coatings’ structure, morphology, and surface characteristics as described in section 3.2. 

Microparticles and pinholes, which are present in the coatings, are the most important weak 



points of these surfaces when the coatings are in contact with corrosive solutions. They are 

considered to be the primary and main way for the corrosive electrolyte to pass through the 

substrate [9]. So the galvanic corrosion happens locally as a result of the formation of a galvanic 

cell between the anodic substrate and cathodic coating. Finally, the coating begins to separate 

from the substrate and, additionally, dissolution of the substrate ions happens [70]. According to 

what is above mentioned, the lower corrosion resistance and higher corrosion current density of 

the TiN single layer coating, compared to other coatings, is clearly understandable. As described 

in the previous sections, the surface FESEM images of the coatings with a TiN top part, showed 

numerous microparticles and pinholes on them. The ZrN single layer coating has shown higher 

corrosion resistance in the SBF solution, as expected. In general, the corrosion behavior of the 

coating is directly related to the surface defects, density, microstructure, and uniformity of the 

coating [71,72]. Accordingly, the smoother and more uniform surface of the ZrN single layer 

coating, with a lower density of defects in comparison to the TiN single layer coating, are the 

factors that made this coating more resistant to electrolyte penetration and corrosion [73]. 

The higher corrosion resistance of the CrN/TiN nanostructured multilayer coating compared to 

the TiN single layer, confirms that, in addition to the coating surface quality and surface defects 

density (number and size of microparticles and pinholes), some other factors affect the corrosion 

behavior of coatings. The peculiar architecture of nanostructured multilayer coatings provides a 

condition that, while the sample is exposed to the corrosive electrolyte, the penetration 

phenomenon takes a long time to reach the substrate (more than the single layers). Actually, the 

numerous interfaces which are in these coatings act as a barrier against the electrolyte and they 

improve the function of these coatings in the corrosive media [55]. The deposition of alternative 

layers from different materials prevents the formation of crystallites with continuous boundaries 

so that the possibility of the formation of cavities in the coating is reduced. The reduction of 

structural defects and blockage of defects of each layer by the next one are some effective factors 

that increase the corrosion resistance of nanostructured multilayer coatings in comparison with 

single layer structures. Therefore, it makes sense, given these explanations, that the CrN/TiN 

nanostructured multilayer coating has better polarization resistance than the TiN single layer and 

the CrN/ZrN nanostructured multilayer coating has higher polarization resistance than the ZrN 

single layer. 

Despite the morphology of most PVD coatings is columnar, the CrN nanolayers have a non-

columnar structure. So that the penetration of oxygen into these layers is limited and the 

corrosion process is postponed [72]. The presence of CrN nanolayers in the CrN/TiN and 

CrN/ZrN nanostructured multilayer coatings is hence another reason for their higher corrosion 

resistance of them compared to single layers. 

According to all above explanations, the highest protection efficiency of CrN/ZrN 

nanostructured multilayer coating, which is calculated from the below relation, is justified [54]. 

𝑃𝑖% = [1 −
𝑖𝑐𝑜𝑟𝑟

𝑖𝑐𝑜𝑟𝑟
0 ] × 100 



The 𝑖𝑐𝑜𝑟𝑟 , 𝑖𝑐𝑜𝑟𝑟
0  are the corrosion current density of the coated sample and substrate, 

respectively. 

To complete the investigations, the amount of coating defects, which are known as porosity in 

the coatings, was calculated from the formula [55]: 

p% =
𝑅𝑝𝑠

𝑅𝑝𝑐
× 10

−(
∆𝐸𝑐𝑜𝑟𝑟

𝛽𝑎
)
 

In the above relation, p% demonstrates the coating porosity, 𝑅𝑝𝑠 and 𝑅𝑝𝑐 are the polarization 

resistances of the raw substrate and coated sample, respectively. ∆𝐸𝑐𝑜𝑟𝑟 Shows the corrosion 

potential variations and βa  is the anodic region slope in the raw substrate curve. As it is known 

from  

Figure 13, the CrN/ZrN nanostructured multilayer coating has the least pore density (0.009%), 

ZrN is after it in the list, with a value of 0.024%, then the CrN/TiN nanostructured multilayer 

coating has a value of 0.038%, and the maximum porosity percentage is for the TiN single layer 

(0.107%). These findings indicate that the CrN/ZrN nanostructured multilayer coating has the 

maximum corrosion resistance due to its structure's negligible porosity. 

 

 

 

 

 

 

 

 

 

 

 

 

 

Figure 12 PDP plots of the coated and uncoated Ti6Al4V in SBF solution. 
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Table5. Electrochemical parameters extracted from the PDP plots 

sample Ecorr (V) icorr (Acm-2) Rp (Ω.cm2) Pi (%) 

Ti6Al4V -0.19 1.35×10-5 2.83×103 - 

TiN coated Ti6Al4V -0.17 1.73×10-6 2.54×104 87.18 

ZrN coated Ti6Al4V -0.01 4.57×10-7 1.13×105 96.67 

CrN/TiN coated Ti6Al4V -0.07 4.76×10-7 1.13×105 96.47 

CrN/ZrN coated Ti6Al4V -0.03 1.21×10-7 2.92×105 99.11 

 

 

Figure 13 Rp and 𝐩% of coated samples. 

Figure 14 shows the Nyquist, Bode-impendence, and Bode-phase plots of the uncoated and 

coated Ti6Al4V after immersion in the SBF solution for 30 minutes in open circuit potential. All 

the tested samples exhibited typical capacitive behavior. The diameter of the Nyquist plot can be 

used as an interpretation of the corrosion resistance [74]. 

Among all the tested samples, CrN/ZrN coating exhibited the best corrosion performance based 

on the appearance of largest semicircle diameter in Nyquist plots. As shown in Figure 14, TiN 

single layer exhibited the smallest diameter of impedance arc, when compared with other 

coatings. The presence of some defects such as pinholes and pores in the coating deteriorated the 

corrosion resistance of TiN and ZrN coatings. However, the presence of alternative layers in the 

case of CrN/ZrN and CrN/TiN multilayer coatings strongly improved the anti-corrosion 

properties.  

Based on previous works[21], two- time constants equivalent electrical circuit (ESC) was used 

for fitting the EIS data (Figure 15).  The extracted data are summarized in Table 6. The EEC 

includes Rs, solution resistance, CPE1 and CPE2, constant phase element of the coating (oxide 

layer for Ti6Al4V), and electrical double layer, respectively. It also includes R1 and R2 which are 

the resistance of pore in the coatings (oxide layer for Ti6Al4V) and charge transfer resistance, 



respectively. According to Table 6, the nanostructured multilayer CrN/ZrN coating demonstrated 

a superior polarization resistance compared to other coatings.  

According to the Bode-phase plots in Figure 14, the maximum phase angle at high frequency 

range has been increased for multilayer coatings, meaning that these coatings were more 

compact. 

 
 

Figure 14 (a) Nyquist and (b) bode plots of the uncoated and coated samples in SBF solution. 

 

 
Table 6. Extracted EIS parameters of the uncoated and coated samples from the considered EEC 

Coating 𝐑𝐬 

(𝛀. 𝐜𝐦𝟐) 

𝐂𝐏𝐄𝟏 

(𝒔𝒏. 𝛀−𝟏. 𝐜𝐦−𝟐) 

𝐑𝟏 

(𝛀. 𝐜𝐦𝟐) 

𝐂𝐏𝐄𝟐 

(𝒔𝒏. 𝛀−𝟏. 𝐜𝐦−𝟐) 

𝐑𝟐 

(𝛀. 𝐜𝐦𝟐) 

𝐑𝐩 

(𝛀. 𝐜𝐦𝟐) 

𝛘𝟐 

 

Ti6Al4V 42.7 1.6 × 10−3 2.6 × 103 1.5 × 10−4 6.3 × 105 6.3 × 105 8.9 × 10−3 

TiN coated Ti6Al4V 39.8 5.4 × 10−4 1.0 × 104 5.2 × 10−5 1.7 × 106 1.7 × 106 1.6 × 10−3 

ZrN coated Ti6Al4V 40.7 1.4 × 10−4 6.8 × 104 2.7 × 10−5 5.0 × 106 5.1 × 106 6.2 × 10−3 

CrN/TiN coated Ti6Al4V 38.7 3.7 × 10−4 5.5 × 104 2.6 × 10−5 5.7 × 106 5.8 × 106 2.4 × 10−3 

CrN/ZrN coated Ti6Al4V 42.1 9.83 × 10−5 9.7 × 105 2.2 × 10−5 1.3 × 107 1.3 × 107 6.5 × 10−3 

 

 

 
Figure 15 Best equivalent electrical circuit used for simulating the experimental impedance data. 

4. Conclusions 
In the present study, TiN and ZrN single layer and CrN/TiN and CrN/ZrN nanostructured 

multilayer coatings were deposited on a Ti6Al4V alloy substrate by CAE-PVD method. 

According to the findings, the coated samples with a TiN top layer exhibited higher roughness 

than two other coatings why so more amount of microparticles were found on them. Also the 

  

a b 



higher contact angles were recorded for them. It was suggested that this behavior is related to 

more air trapping on their surface. The results of microhardness test showed the higher hardness 

for two multilayer coatings in comparison with single layers. The scratch tests revealed that the 

critical load values obtained for CrN/TiN and CrN/ZrN nanostructured multilayer coatings were 

higher than those observed for the single layers. Based on the bioactivity evaluations, ZrN single 

layer and CrN/ZrN multilayer coatings showed a better hydroxyapatite precipitation; however, 

all surfaces had satisfactory bioactivity. Corrosion examinations revealed that CrN/ZrN 

multilayer coating exhibited the best corrosion resistance among all the tested samples due to its 

smoother surface and more dense structure in addition to its specific architecture. Hence, 

CrN/ZrN multilayer coatings investigated in this study has promising bioactivity and corrosion 

resistance properties and is potentially good candidate for biomedical applications. 
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