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Abstract—Results of comprehensive investigations of nanostructed TiN and MoN single�layer coatings as 
well as multilayer coatings consisting of TiN/MoN alternating layers have been considered. The coatings 
have been deposited by a promising modern method of cathode–arc evaporation (vacuum–arc method). 
The elemental and phase compositions of coatings, their tribological and physico�mechanical properties: 
friction coefficient, wear, adhesion, hardness, and elastic modulus have been studied and the mechanisms 
of the coatings fracture have been discussed. 
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1. INTRODUCTION   

At present the development of new protective coating to improve mechanical, physicochemical, and tri�
botechnical properties of metals and alloys [1–4] as well as products of them is the urgent direction of mate�
rials science, physics of solids, physics of plasma, chemistry, etc. [5–6].

Recently various methods of the surface modification have found a wide application: physicochemical 
(e.g., carbonitriding [7], nitriding [8]), ion–plasma (vacuum–arc evaporation [2], magnetron sputtering [3], 
and ion�plasma deposition [4–5]) as well as laser and electron beam machining, including pulse, machining 
by powerful ion beam and deposition of coatings by ablation [1, 6, 8, 9], treatment by a plasma jet with a flash�
ing [8, 10], etc. All the above methods of the treatment and deposition of protective coatings have their advan�
tages and disadvantages, as it follows from the analysis of publications [10–14]. One of the promising lines in 
producing protective coatings is the deposition from plasma obtained by vacuum–arc cathodic evaporation 
[4, 15–20]. 

In the present work we studied and compared characteristics of well known TiN coatings, less understood 
MoN coatings, and virtually uninvestigated multilayer (alternating) nanostructural TiN/MoN coatings hav�
ing different (from 2 to 40 nm) layer thicknesses. 

It should be noted that recently multilayer, multicomponent, and nanostructured coatings are the basis for 
solving problems of the improvement of protective properties of surfaces of various products, in particular 
hardness, wear and corrosion resistances, oxidation resistance at high temperatures, stability to fatigue failure, 
etc. [21–25].   

2. METODS OF PRODUCING AND STUDYING COATINGS 

We studied samples of grade 3 steel and grade P6M5 high�speed steel of various sizes (e.g., steel discs up to 
30 mm in diameter, up to 5 mm in thickness, in the as�supplied state). Before the deposition of coatings the 
27
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samples surfaces were treated by glow discharge to clean from contaminations and activate. For the deposition 
of TiN, MoN, and multiperiod TiN/MoN coatings we used a Bulat�6 vacuum�arc plant with two evaporators 
(Ti and Mo) [4]. The plant is equipped with a source of dc voltage (from 5 to 1000 V), generator of the pulse 
voltage with controlled amplitude of pulses from 0.5 to 2 kV and repetition rate of 5–7 kHz. Thicknesses of 
TiN, MoN and TiN/MoN nanostructured coatings were varied from 4.9 to 8.2 mm, the thicknesses of the 
TiN/MoN bilayers were chosen equal to 2, 10, 20, and 40 nm with the total thickness of a coating from 6.8 to 
8.2 μm.

Table 1 lists the conditions of the deposition of all types coatings (TiN, MoN and TiN/MoN multilayer) 
by the vacuum–arc method [1].

Note. Ia is the arc current, If  is the focusing current.

To get complete information about the elemental composition of coatings, we used a device for the Reser�
ford backscattering (RBS) of He+ ions at energy of 1.7 MeV (scattering angle θ = 170° if probing ions fall per�
pendicularly on samples, the detector energy resolution is 16 keV, the dose of helium ions is 5 μCu) [26–29].

The microstructures and elemental compositions of coatings were studied using several electron–ion scan�
ning microscopes (Quanta 200 3D, Quanta 600 FE�SEM) equipped with a detector of X�ray radiation of the 
PEGASUS 2000 system (EDAX, USA) [26–31]. We used also a JEOL�7001F scanning electron microscope 
(Japan) with a microanalysis by the energy dispersive X�ray spectroscopy (EDX). For the investigation of mul�
tilayer coatings and determination of their thickness, we prepared crosscut thin sections. The coatings struc�
tures and phase compositions were analyzed by X�ray diffraction analysis (XRD) in a CuKα radiation (Bruker 
Advanced 8, DRON�3M) [31, 32]. The degree of the texture perfection, Δψ, was defined from the width on a 
half�height of a diffraction line taken at the θ�scanning [31–35]. A separation of diffraction profiles in the case 
of their overlapping was performed by the New_profile computer program of the separation overlapping lines, 
which was developed at the NTU Kharkiv Polytechnic Institute. The volume fractions of phases in a coating 
were calculated according to the standard procedure that allowed for the integral intensity and reflectivity of 
several lines of each phase. The phase composition was analyzed using the ASTM card file of the international 
standards.

Hardness and elastic modulus were measured using a device of the CSM Instruments company (Swiss). 
For tribological studies a Revetest scratch�tester (CSM Instruments) was used. We measured a friction coef�
ficient, μ, wear resistance, and acoustic emission by an indentation of a Rockwell�C pyramid into a sample.

3. RESULTS AND DISCUSSION

Figure 1a shows the EDX spectrum of a coating of the Mo–N system and Table 2 lists the corresponding 
elemental composition in weight and atomic percents. As it follows from these results, the N concentration is 
14 at %. Figure 1b shows a section of the MoN coating, from which it is clearly seen that the resultant coating 
is of a high quality and has no discontinuity flaws. The coating thickness is ~ 5 μm.     

According to the EDX, the titanium mean content of coatings of the Ti–N system was 53 at % and nitrogen 
content was 47 at %. The mean grain size of the TiN coating was 10–12 nm.

Table 1. Parameters of the coatings deposition

Series Material Ia, A If, A Udc, V Up, V
Frequency of pulses, 

kHz
p, mm 

mercurycolumn

1 MoN 170 0.6 –40 1000 5 8 × 10–4

2 MoN 170 0.6 –40 1000 5 5 × 10–4

3 MoN 100 1.0 –40 1000 7 6 × 10–4

4 TiN 150 0.8 –200 1000 5 4 × 10–4

5 TiN/MoN, period 10 nm 95–100 0.8 –40 1000 7 5 × 10–4

6 TiN/MoN, period 20 nm 95–100 0.9 –40 1000 7 5 × 10–4

7 TiN/MoN, period 40 nm 95–100 1.0 –40 1000 7 5 × 10–4

8 TiN/MoN, period 10 nm 95–100 0.9 –230 – – 5 × 10–4

9 TiN/MoN, period 10 nm 95–100 0.9 –40 1000 7 5 × 10–4

10 TiN/MoN, period10 nm 95–100 0.9 –40 – – 5 × 10–4
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For comparison the elemental analysis of multilayer coatings was made by two methods: RBS and SIMS 
(secondary ion mass�spectrometry). Figure 2 demonstrates micrographs of the cross section of a sample of 
series 5 (TiN/MoN) in an elemental contrast taken by EDX microanalysis using a JEOL�7001F (Japan).  

Figure 3 shows the RBS energy spectrum with the energy 1.5 MeV obtained for a sample with a TiN/MoN 
coating having the TiN monolayer ~ 10 nm thick. The kinematic factors for Ti and Mo near the surface are 
indicated in the spectrum, the bends are also visible by which one can assess the thickness of each layer (first 
of all of the molybdenum nitride layer) by the concentration of Mo, as the ZMo is much higher than that of 
ZFe (substrate) and ZTi. Thus, choosing a number of canals and knowing the loss of ions energy per a canal, 
one may determine the averaged thickness of a layer based on the section of an analyzing beam. In this case 
the thickness of a layer consisting of MoN is 10.8 nm. Based on these curves the thickness of the first four layers 

Table 2. Elemental composition of a coating of series 1 

Element
Composition

wt %  at % 

N 2.33 13.53

Mo 97.77 86.47

Total 100.00 100.00
5

 μ
m

 

Mo 

Mo 
N 

0.60   1.20  1.80  2.40  3.00  3.60  4.20  4.80  5.40 keV  

Fig. 1. Spectral analysis (EDX spectrum) (a) and a micrograph of the section (b) of the MoN coating.

(a) (b)

10 μm 10 μm 

(a) (b)

Fig. 2. Cross section of the MoN/TiN coating of series 5 in an elemental contrast ((a)—Mo, (b)— Ti).
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from the coating surface may be defined. It should be noted that the thickness of the TiN layer is 19.2–
19.4 nm. 

The phase�structural analysis using the X�ray diffractometry showed that at the highest (230 V) dc negative 
bias voltage on a substrate the formation of crystallites with the preferred orientatation of the (111) plane par�
allel to the growth surface was typical (Fig. 4, spectrum 1).

The use of an additional high�frequency pulse action does not result in an essential change of a structure 
state of the material formed (Fig. 5). In this case as the layers thickness increases, the degree of the surface 
texturing, which is defined from the relative intensity of the (111) diffraction peak, increases. Thus, if we com�
pare the relative intensities of peaks (111) and (200), we see that the intensity changes from 4.1 for layers of 
about 2 nm in thickness to 15.5 for layers ~ 20 nm thick. 

A decrease in the dc bias voltage that is supplied on the substrate in the course of the coating deposition to 
the Udc = –40 V gives rise to other type of the texture with the (200) plane parallel to the growth surface (see 
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Fig. 3. Energy spectrum of the 4He+ ions backscattering taken of a sample with the TiN/MoN coating of the 7 series.
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Fig. 4. Regions of diffraction spectra of TiN/MoN multilayer coatings obtained at the supply of a direct bias –230 V (series 8, 
spectrum 1), –40 V (without an additional pulse action (series 10, spectrum 2) and with the additional action (series 9, spec�
trum 3).
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Fig. 4, spectra 2, 3), which corresponds to the minimization of the free surface energy for the crystalline lattice 
of this type.

From the comparison of diffraction spectra of coatings produced at Udc = –40 V with the additional pulse 
action of a kilovolt with a voltage, Up (see Fig. 4, spectrum 3) and without such an action (Fig. 4, spectrum 2) 
one can see that with a supply of high�voltage pulses the texturing degree of the multilayer system decreases.

Thus, for a multilayer system with the nanosized layer thickness, which is comparable with the depth of the 
implantable particle range at a high�energy pulse action, the additional pulse action inserts a disorienting 
influence on the crystallites formation in coating layers. 

The analysis of the effect of the layer thickness on the structure and phase state of the coating shows that at 
the lowest TiN/MoN layers thickness (10 nm) and direct (–230 V) substrate voltage during the deposition a 
TiN and γ�Mo2N two�phase coating with the ratio of phases about 90/10 forms. The main reason for the for�
mation of two�phase state is the intensive ion bombardment, which promotes crushing of nanograins and 
onset of the formation of interphase boundaries. At the same time the formation of separate γ�Mo2N layers 
with a cubic lattice occurs and thus, the interphase boundary forms.

As the period of TiN/MoN layers increases to 20 nm (Fig. 5a, spectrum 2), the formation of a two�phase 
structure with mean concentrations of TiN and γ�Mo2N cubic phases of 60 and 40 vol % takes place. This cor�
relates with the Ti : Mo concentrations ratio obtained with EDX, which are 62.3 and 36.8 at %, respectively 
(see Fig. 5b). Figure 6a shows a section of a nanostructured coating. In Fig. 6b the alternating nanosized layers 
are seen, dark regions correspond to TiN and bright to MoN.

An increase of the specific volume of interphase boundaries because of a high concentration of the second 
γ�Mo2N phase is accompanied by a generation of high compression stresses in titanium nitride and achieve�
ment of the maximum hardness (27 GPa) (Fig. 7a). 

It should be noted that only γ�Mo2N phase forms in the molybdenum nitride layers and the β�Mo2N phase 
is absent, though both these phases may form when coatings are produced by vacuum–arc and magnetron 
sputtering [19]. This may be explained by the two�stage formation of the phase composition of a multilayer 
nanostructured coating. At the initial moment of the Mo2N phase growth the atomic sequence of the basal 
TiN lattice is a decisive factor, in further growth of the Mo2N layer the cubic modification of γ�Mo2N phase 
stabilizes, which due to the action of structural macrostresses in attaining relatively high thickness of the layer 
is accompanied by a drop of macrodeformation and a formation of an interphase boundary.

For samples with thickness of a coating layer ~ 20 nm with thicker TiN and MoN layers the volume con�
centration of phases sufficiently accurately corresponds to the data expected according to the EDX, i.e., 70 of 
TiN and 30 of Mo2N at %. The increase of the layer thickness to 40 nm brings about the increase of the volume 
fraction of Mo2N to 40%, while hardness exhibits the lowest value and does not exceed 26 GPa.
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Fig. 5. Composition of TiN/MoN nanostructured multilayer coatings obtained using high�frequency pulse action: fragments 
diffraction spectra of coating samples with a period of 10 (1), 20 (2), and 40 (3) nm (a), energy dispersive spectrum of a sample 
with a multilayer nanocomposite coatings at the layer thickness 20 nm (b).
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The analysis of tribological properties of the obtained samples shows that the roughness Ra attains 0.3 μm, 
friction coefficient is in the range from 0.09 to 0.12. The critical load, at which the coating starts to fracture, 
is ~ 42.5 N at the layer thickness ~ 40 nm and attains 60.1–64.8 N if the layers are 10 and 2 nm thick, i.e., the 
lower is the layer thickness, the higher is the load, which indicates that nanograins are covered by one layer of 
nitride. Therefore, the strength of a nanocomposite increases by keeping the grain boundaries from shifting 
(slipping). A possible mechanism of the increasing hardness of these heterostructures, according to the Koeh�
ler model [33, 34], is the transfer of the valence charge, decrease of a nanograin size, and mixing entropy. 

The hardness and elastic modulus values of the produced coatings are given in Table 3 and their depen�
dences on the indenter penetration depth (or on the value of the indentation load) shown in Fig. 7. A typical 
dependence of H and E on the applied load is observed, i.e., the hardness and elastic modulus decrease with 
increasing depth of the indenter penetration and at high depths (3000 nm) at high loads the lowest hardness 
value (7.5 ± 1.0 GPa) and a decrease of the elastic modulus to ~ 250 GPa are observed.

Figure 8 presents friction trails for coatings under study at different stages of abrasion and Table 4 gives their 
tribotechnical characteristics, namely, values Lc1, Lc2, and Lc3. It follows from these results that the highest 
adhesive characteristics had TiN coatings, for which the maximum Lc1, Lc2, and Lc3 values were observed. The 
film fracture occurs at a load of about 90 N, at the same time the friction coefficient values are noticeable 
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Fig. 6. Micrographs of the section of the  TiN/MoN multilayer nanostructured coating 8.2 mm in thickness: general view, 
6000× (a); a fragment of the section, thicknesss of a separate layer  20 nm, 50000× (b).
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Fig. 7. Dependence of the microhardness (a) and elastic modulus (b) of TiN/MoN coatings with a periods of 20 (�) and
40 (�) nm on the indenter penetration depth.
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higher, especially at the initial stages of wear (0.13–0.14). For MoN coatings the minimum friction coefficient 
is in the range 0.02–0.07 (depending on the deposition parameters). 

Figure 9 shows the results of the tests of the different types coatings of series 3 using a Revetest scratch�
tester and Table 4 gives characteristics of the tests for four series of coatings at the minimum averaged critical 
load Lc1 = 4.19 N and the load of the onset of the first crack appearance Lc2 = 7.6 N. 

It should be noted that as the load increases, the curve describing the dependence of a friction coefficient 
on the load has an oscillating mode, i.e., an increase of the friction coefficient is accompanied by a spurt of 
acoustic emission and a retardation of the indenter penetration into a material depth. The described behavior 
of all registered parameters indicates that a hard coating with a thickness of above 4 μm on the surface of a 
softer material (steel) essentially affects the diamond indenter wear up to its complete abrasion at high loads. 
In testing coatings one can clearly distinguish various threshold values of the critical load, which lead to dif�
ferent types of fractures and only minimum (critical) load Lc1 and the load of the onset of the appearance of 
the first crack may be related to adhesive fracture of coatings. 

Table 3. Hardness and elastic moduli of  coating produced

Characteristic TiN
(series 4)

MoN
(series 3)

MoN
(series 1)

MoN
(series 2)

MoN/TiN
(series 6)

MoN/TiN
(series 5)

H, GPa 28 40 40.2 32 25–29 26–31

E, GPa 312 487–605 512–520 418–420 392–400 410–411

  25 μm    100 μm 
(a) (b)

   25 μm    25 μm 
(c) (d)

Fig. 8. Macrostructure of surfaces of nanocomposite materials (friction trails) for samples with: MoN, series 3 (à), 1 (b), 2 (c) 
and TiN, series 4 (d) coatings.
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Fig.  9. Results of tribological tests of samples with MoN, series 3 (a), 1 (b), 2 (c), and TiN, series 4 (d) coatings: friction coef�
ficient, fc (1), normal force, N, (2); acoustic emission, A, (3), penetration depth, h (4); along the X�direction—the normal 
force, N, and the groove length, l, at the loading. 
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The coating fracture starts with the appearance of separate chevron cracks at the bottom of a wear groove 
(see Fig. 9), which causes the increase of local stresses and friction force and results in a fast subsequent abra�
sion of coatings. This fact is also confirmed in [33, 35] in the study of the abrasion of hard and superhard 
(≥ 40 GPa) nanostructured coatings.  

Judging by the results of adhesive tests, the cohesive fracture of a coating of series 3 comes at the minimum 
(critical) load, Lc1 = 4.19 N and adhesive fracture (plastic abrasion) comes at a load of Lc2 = 7.65 N, which 
corresponds to the onset of the first crack appearance. The critical load of the cohesion–adhesion fracture Lc3 
attains 81–97 N.

The friction coefficient, fc, of series 1–3 samples with MoN coatings at the initial stage is 0.05–0.07 and 
after the first crack appearance (at adhesive fracture) increases by a factor of a minimum 2.0–2.5. For a TiN 
coating the friction coefficient at the initial stage of abrasion is 0.12–0.15 and with appearance of the first 
crack (at adhesive fracture) increases by tens percents, which essentially differs from samples with MoN coat�
ings (Fig. 10). 

For a MoN/TiN multilayer system it was established that the minimum value (42.5 N) of the critical load 
of the fracture corresponds to a periodic structure with the highest (40 nm) period. For a structure with a 
period of 20 nm this value increases to 61.0 N and with a period of ~ 10 nm it is 64.8 N. Thus, in a multilayer 
system the use of very thin layers, which lead to an increase of the specific density of interphase boundaries per 
unit layer thickness, increases the critical load of fracture.

4. CONCLUSIONS

By the complex analysis of tribological and physico�mechanical properties (friction coefficient, wear, 
adhesion, hardness, elastic modulus) of TiN and MoN nanostructured coatings as well as multilayer coatings 
consisting of TiN/MoN alternating layers it has been shown that these coatings are promising for using as pro�
tective coatings for cutting tools, turbine blades, walls of chemical and nuclear reactors. 

Table 4. Tribotechnical properties of samples under study

Parameter
Series 3 (MoN), scratch Series 1 (MoN), scratch Series 2 (MoN), scratch Series 4 (TiN), scratch

1 2 1 2 1 2 1 2

Lc1 4.36 4.02 0.91 3.52 3.65 4.44 14.17 11.66

Lc2 7.15 8.15 3.90 18.29 9.91 11.79 50.96 39.38

Lc3 67.24 70,06 77.28 72.9 76.72 77.64 96.1 80.87

fc 0.07–0.40 0.06–0.40 0.07–0.48 0.05–0.51 0.06–0.045 0.09–0.43 0.15–0.46 0.12–0.43

A, % N, N  f h, μm 

N, N 

l, mm 
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(d)

Fig.  9. (Contd.)
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Over the whole range of thicknesses, including nanosized, of a multiperiod coating the formation of TiN 
and γ�Mo2N phases with the fcc crystal lattice takes place. In periodic TiN/MoN structures a change in a layer 
thickness has been found to result in a change of the percentage ratio of the TiN and γ�Mo2N phases as well 
as of the hardness and elastic modulus values. For a multilayer system with layers of a nanosized thickness, 
which is comparable with a depth of implantable particles range at a high�energy plasma action, an additional 
pulse action has been shown to result in a disordering effect on the formation of crystallites in coating layers.

The friction coefficient, fc, of the MoN coatings that has been measured by scratch tests is lower than of 
TiN coatings, especially at the initial stages of abrasion. In the course of adhesive tests two mechanisms of 
coatings fracture have been revealed: the cohesive one at the minimum critical load, Lc1, and adhesive mech�
anism of fracture (plastic abrasion) at the appearance of the first crack at load Lc2.

In the MoN/TiN multilayer system the use of very thin layers, which lead to an increase of the specific den�
sity of interphase boundaries per layer thickness unit, has been shown to increase the critical load of fracture. 

The work was done in the framework of the scientific and technical program of the cooperation with the 
University of Poitiers (France) as well as of the Development of the Fundamentals of the Formation of Super�
hard Nanostructured Multicomponent Coatings with High Physical and Mechanical Characteristics 
(No. 0112U001382) and Physical Principles of Plasma Technology for the Complex Machining of Multicom�
ponent Materials and Coatings No. 0113U000137c) UA complex state budget programs.  

The authors thank Prof. Pogrebnjak for his help in the performance of the experiments and interpretation 
of the results obtained.
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