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Abstract: Thin hard coatings are widely known as key elements in many industrial fields, from
equipment for metal machining to dental implants and orthopedic prosthesis. When it comes to
machining and cutting tools, thin hard coatings are crucial for decreasing the coefficient of friction
(COF) and for protecting tools against oxidation. The aim of this work was to evaluate the tribological
performance of two commercially available thin hard coatings deposited by physical vapor deposition
(PVD) on a high speed tool steel (S600) under extreme working conditions. For this purpose,
pin-on-disc wear tests were carried out either at room temperature (293 K) or at high temperature (873
K) against alumina (Al2O3) balls. Two thin hard nitrogen-rich coatings were considered: a multilayer
AlTiCrN and a superlattice (nanolayered) CrN/NbN. The surface and microstructure characterization
were performed by optical profilometry, field-emission gun scanning electron microscopy (FEGSEM),
and energy dispersive spectroscopy (EDS).
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1. Introduction

The evolution of industrial processes makes them faster and more demanding from a material
resistance point of view. This draws attention to the technological and environmental issues that still
affect the crucial production steps such as cutting and machining. From an environmental point of
view, limiting or avoiding the use of lubricating oils for machining and forging operations is a key
issue [1–3]. Concerning the perspectives of productivity and cost-effectiveness, there are different
critical factors that certainly deserve to be considered, such as: (i) the need to increase the productivity
by raising the cutting speed, (ii) the need to extend the lifetime of tools, and (iii) the need to lower the
cost of tooling, which is typically in the range of 2–5% of the total manufacturing costs [4].

A feasible way to reach these goals is the implementation of thin hard coatings with specific
mechanical properties, such as good wear, scratch and corrosion resistance, as well as attractive
colors [5,6]. Thin hard coatings have been successfully employed in a variety of applications, from
tools, dies, and molds to aerospace and automotive fields [4,7–10]. Moreover, the deposition of hard
and tough coatings helps prevent brittle failure when tools are subjected to external stresses [11] and,

Metals 2019, 9, 332; doi:10.3390/met9030332 www.mdpi.com/journal/metals

http://www.mdpi.com/journal/metals
http://www.mdpi.com
https://orcid.org/0000-0001-6887-9734
http://www.mdpi.com/2075-4701/9/3/332?type=check_update&version=1
http://dx.doi.org/10.3390/met9030332
http://www.mdpi.com/journal/metals


Metals 2019, 9, 332 2 of 13

as extensively documented in the literature [12–18], the nanostructure of thin hard coatings has a
remarkable influence on their tribological behavior.

Common techniques available to modify the cutting tool substrate include chemical vapor
deposition (CVD) and physical vapor deposition (PVD) [19]. Nowadays, PVD technology is preferred
over CVD due to the lower operating temperature and the inner environmentally friendly nature of
the process [20,21].

Nitride-based hard coatings, obtained by a number of PVD processes, have found increasing
applications owing to their combination of remarkable properties such as: (i) a high degree of hardness,
(ii) excellent wear resistance, and (iii) corrosion resistance [22,23]. TiN was the first commercial
PVD coating, firstly deposited back in the early 1980s [24]. This coating system was followed by
TiN/Ti(CN), known as the first multilayer PVD coating [25,26]. The technological evolution of these
coatings continued with the stoichiometric TiAlN [27] and other binary and ternary compounds made
up of Ti, Al, and Cr [4,28–35]. All these coatings showed excellent oxidation resistance [36,37] and
good mechanical properties [38]. In particular, superior surface properties have been reported in the
literature for the AlTiCrN coating [39] due to the formation of a protective layer made up of stable and
dense α(Al,Cr)2O3 mixed oxides, which make it suitable for applications involving temperatures as
high as 1100 ◦C [21].

A further development of the mechanical and tribological properties of hard coatings as well as
to their range of applicability has been achieved by adding other elements and tailoring the properties
of the thin films at an atomic level by designing and producing nanocomposite coatings (Ti–Si–N,
Al–Ti–Si–N, and Ti–B–N) [4,40,41]. Starting from the intuition of Koehler [42] and owing to the
subsequent pioneering work of Helmersson et al. [43], remarkable improvements were possible in the
development of superlattice structured hard coatings, which are obtained by the deposition of alternate
nanolayers of two materials having the same crystal structure. The high degree of hardness achieved
(exceeding even 50 GPa [43,44]) is given by the interfaces between layers, acting as energy barriers
that counteract the motion of dislocations [45,46]. Several nanolayered superlattice hard coatings
have already been tested in recent years, including TiN/NbN, TiAlN/CrAlN, and CrN/NbN, as an
environmentally friendly replacement for hard chromium [47–60]; moreover, these have shown good
wear resistance [61].

The evolution of conventional hard coatings for cutting tool applications has been intensively
investigated [62] and the market’s requests to increase productivity and sustainability (i.e., through
the reduction of lubricants) of the machining processes, together with reduced costs and lead time [63],
suggest the need to fully exploit the potential of advanced hard coatings, which are already available,
in order to evaluate their potential use for cutting tool applications. Therefore, the aim of the present
paper is to investigate the dry sliding wear performance of two commercially available coatings—a
multilayer AlTiCrN and a superlattice (nanolayered) CrN/NbN deposited on a S600 high speed steel.
The peculiar architectures of the chosen coatings make them suitable for technologically challenging
applications and since coatings for cutting tools typically need to withstand mechanical and thermal
loads, tribology tests (tribotests) were performed at room temperature (RT, 293 K) and high temperature
(HT, 873 K). Given the results reported on the thermal stability of these two coatings published by
some of the authors in the present study [64], where the superlattice coating showed degradation of its
mechanical properties at around 873 K, this temperature was chosen as the highest to be set in order to
evaluate the tribological performance of the two commercially available coatings. The results of the
dry sliding tests were discussed and analyzed using coupling optical profilometry, field emission gun
scanning electron microscopy (FEGSEM), and energy dispersive spectroscopy (EDS) techniques.

2. Materials and Methods

Flat discs (30 mm in diameter) of S600 high speed steel (HSS), hardened to 61–63 HRC and lapped
to Ra <0.04 mm, were used as substrates. The coatings were deposited by the cathodic-arc evaporation
PVD method and their chemical and structural characteristics are reported in Table 1 [64]. Samples
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were taken from the standard industrial production line of the Lafer® company (Piacenza, Italy), and
further details can be found in Reference [65].

Table 1. Composition and characteristics of the coatings (as-deposited conditions).

Coating Chemical Composition Structure Deposition
Temperature (K)

Thickness
(µm)

Hardness
(HV 0.025)

Max Operating
Temperature (K)

AlTiCrN AlTiCrxN1−x multilayer 693 2.92 3300 1123
CrN/NbN Cr0.336Nb0.182N0.482 nanolayer 553 2.61 3000 1373

The multilayer structure of the AlTiCrN coating was obtained through a layer-upon-layer
deposition in planar mode so that the bond between atoms belonging to different layers was not exactly
the same as that existing between atoms of the same horizontal layer. This peculiar arrangement
differentiates this coating from typical monolayers of AlTiCrN. The chemical composition of this
coating was measured with an X-ray microanalysis device within a scanning electron microscope
and was found to be the following: AlTiCr0.3N0.7. The superlattice coating was obtained through the
deposition of alternating layers of CrN and NbN with a period of 4 nm. It is worth noting that while
the AlTiN system with chromium added is well known for high temperature applications [66–69], the
CrN/NbN system has been recently proposed for this purpose [70–72].

Tribotests were performed using a high temperature pin-on-disc tribometer (VTHT, Anton-Paar®,
Graz, Austria). The coatings were subjected to wear tests at room temperature (RT, 293 K) and high
temperature (HT, 873 K).

All the tests were performed in air using alumina balls (Al2O3) with a diameter of 6 mm as
counterparts, under a normal load of 12 N. The coated discs were rotated at a fixed speed of 538 rpm
(~45.07 cm/s), with a track radius of 8 mm, and covered a total sliding distance of 5000 m (which
led to a duration of about 3 hours for each test). The rotational speed of the wear measurement was
chosen according to the literature [73–76] to generate a challenging set of testing conditions, which
can approximate a technologically demanding work environment for tools for the dry machining
condition. Moreover, owing to the other parameters of the tribometer, this linear speed value was the
highest achievable by the system. For the HT wear tests, each sample was mounted and fixed to the
holder and, by turning on the heating system (tubular furnace inside the equipment), the sample was
exposed to HT for a constant time interval before the test started to ensure that its entire volume was
at the same temperature level at the beginning of the sliding contact. A minimum of three tribotests
were conducted for each condition.

In order to characterize the samples, high-resolution FEGSEM observations and EDS inspections
were carried out on a Zeiss® Supra 40 FEGSEM (Carl Zeiss Microscopy GmbH, Jena, Germany)
equipped with a Bruker® Quantax 200 microanalysis (Bruker Nano GmbH, Berlin, Germany). FEGSEM
observations were performed by collecting the secondary electrons (SE) signal with the in-lens detector,
while elemental line scanning and spectra were used for the EDS analyses. The profiles of the wear
tracks were acquired with an optical surface metrology system Leica DCM8 (Leica Microsystems,
Wetzlar, Germany) in three different positions. Finally, the specific wear rate W was calculated using
the normal load N, the sliding distance S, and the wear volume V [66,77], which was calculated using
the wear track depth and width information from the profiles examined at the optical profilometer.

3. Results

The surface of the as-deposited samples was investigated by FEGSEM and the results are shown
in Figure 1.



Metals 2019, 9, 332 4 of 13
Metals 2019, 9, x FOR PEER REVIEW 4 of 13 

 

 
Figure 1. Field emission gun scanning electron microscopy (FEGSEM) inspection of the samples 
surface: (a) AlTiCrN, (b) CrN/NbN. 

The micrographs in Figure 1 revealed a high concentration of droplets on the surface of both 
samples, although this effect was more pronounced in the case of the AlTiCrN coating (Figure 1a), 
both in terms of droplet size and frequency (the micrographs in Figure 1 were taken using different 
magnifications). The presence of these droplets can be ascribed to the insufficient reaction between 
metal macroparticles and nitrogen during the cathodic arc-evaporation process [67]. 

The results of the tribotests are shown in Figure 2, where the evolution of the coefficient of friction 
(COF) with the linear sliding distance, representative of the behavior of all the samples, is reported. 

 

 
Figure 2. Coefficient of friction at: (a) room temperature and (b) high temperature. Black lines 
correspond to AlTiCrN and red ones to CrN/NbN. 

The black lines in Figure 2 describe the behavior of the AlTiCrN coatings, while the red lines 
describe that of the CrN/NbN coatings. At RT (Figure 2a), the multilayer coating showed a relatively 
stable COF value despite the presence of a few sparks. On the other hand, the superlattice coating 
showed a peculiar behavior during the RT tests under dry conditions characterized by a slight decrease 
between ~895 m and ~1635 m, followed by a steep and continuous COF reduction to ~0.26. A 
remarkable effect that is linked to the temperature level is the lower starting COF value at the very 
beginning of the HT wear tests (Figure 2b). This phenomenon is particularly relevant for the 
CrN/NbN coating with the difference in the COF starting value being about 0.35 compared to the RT 
test. Since a minimum of three tests were performed for each condition, the mean values of the COF 
calculated in the steady state regime were 0.66 ± 0.01 and 0.48 ± 0.02 for the AlTiCrN coating at RT 
and HT, respectively. For the RT tests of the CrN/NbN coating, the steady state regime can be 
identified as the first part of the graph before the steep decrease due to the debris generation, and its 
value was 0.72 ± 0.01, while for the HT test the mean value was 0.45 ± 0.03. 

Figure 1. Field emission gun scanning electron microscopy (FEGSEM) inspection of the samples
surface: (a) AlTiCrN, (b) CrN/NbN.

The micrographs in Figure 1 revealed a high concentration of droplets on the surface of both
samples, although this effect was more pronounced in the case of the AlTiCrN coating (Figure 1a),
both in terms of droplet size and frequency (the micrographs in Figure 1 were taken using different
magnifications). The presence of these droplets can be ascribed to the insufficient reaction between
metal macroparticles and nitrogen during the cathodic arc-evaporation process [67].

The results of the tribotests are shown in Figure 2, where the evolution of the coefficient of friction
(COF) with the linear sliding distance, representative of the behavior of all the samples, is reported.
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Figure 2. Coefficient of friction at: (a) room temperature and (b) high temperature. Black lines
correspond to AlTiCrN and red ones to CrN/NbN.

The black lines in Figure 2 describe the behavior of the AlTiCrN coatings, while the red lines
describe that of the CrN/NbN coatings. At RT (Figure 2a), the multilayer coating showed a relatively
stable COF value despite the presence of a few sparks. On the other hand, the superlattice coating
showed a peculiar behavior during the RT tests under dry conditions characterized by a slight
decrease between ~895 m and ~1635 m, followed by a steep and continuous COF reduction to ~0.26.
A remarkable effect that is linked to the temperature level is the lower starting COF value at the very
beginning of the HT wear tests (Figure 2b). This phenomenon is particularly relevant for the CrN/NbN
coating with the difference in the COF starting value being about 0.35 compared to the RT test. Since a
minimum of three tests were performed for each condition, the mean values of the COF calculated
in the steady state regime were 0.66 ± 0.01 and 0.48 ± 0.02 for the AlTiCrN coating at RT and HT,
respectively. For the RT tests of the CrN/NbN coating, the steady state regime can be identified as
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the first part of the graph before the steep decrease due to the debris generation, and its value was
0.72 ± 0.01, while for the HT test the mean value was 0.45 ± 0.03.

In order to correlate the tribological results with the morphological and structural modifications of
the coatings, FEGSEM inspections were performed on all samples after the tribotests, and the profiles
of the wear tracks were acquired using the optical profilometry technique.

After the RT tribotests, the AlTiCrN coating showed a wear track characterized by parallel grooves
oriented toward the sliding direction (Figure 3a). A relatively smooth profile is shown in Figure 3b,
except for the debris accumulation on the inner side of the wear track. The severe temperature effect on
the wear of this multilayer coating is clearly visible in Figure 3c, where high roughness and remarkable
plastic deformation were detected, and in Figure 3d where the wear track profile showed that the
coating had been removed in the contact area. Furthermore, a slight accumulation of wear debris
(spallation) at both edges of the wear track was detected (Figure 3d), together with a larger dimension
of the track.
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After the RT tribotest, a strong presence of deep grooves and wear debris were observed on
the wear track of the CrN/NbN sample (Figure 4a). As can be seen from Figure 4c, the HT tribotest
resulted in a remarkable plastic deformation of the coating in the position corresponding to the wear
track, the dimension of which was also increased compared to the RT test (Figure 4a). The wear track
profile taken after the RT tests (Figure 4b) showed coating removal at some points, corresponding
to the deepest scratches in the wear track, while the profile acquired after HT tribotests (Figure 4d)
highlighted the complete removal of the coating. EDS line scans were performed on the wear tracks of
all the tested samples, and the most representative results are reported in Figure 5.
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Figure 5a shows that the effect of the RT wear test on the AlTiCrN coating was negligible, with
the concentrations of the elements being almost steady during the linear spatial scan. On the other
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hand, the HT tribotest performed on AlTiCrN showed a complete removal of the coating (Figure 5c).
A slight accumulation of wear debris at the edges of the wear track was also observed. After the RT
test, the superlattice CrN/NbN coating showed that the removal of the coating had occurred at the
deepest grooves of the wear track, a result which was confirmed by the steep drop-offs of the EDS
line scans of the coating elements (Figure 5b). After the wear test at 873 K (Figure 5d), the coating
experienced a dramatic wear with it being completely removed from the substrate by the end of the
test. This effect was clearly shown by the EDS line scans of the elements, which also highlighted a
spallation phenomenon of the coating that was particularly marked on one side of the wear track.

The profilometry results obtained for all the tested samples of each condition were used to
calculate the wear volume according to the following equation (Equation (1)):

V =
t

2b

(
3t2 + 4b2

)
2πr (1)

where r is the wear track radius, while t and b are the wear track depth and width, respectively.
The specific wear rate W (mm3/Nm) was calculated using the normal load N, the sliding distance

S, and the wear volume V [66] (Equation (2)):

W =
V

N · S
. (2)

The results of the wear rate calculations are reported in Figure 6.
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The wear rate of the superlattice CrN/NbN coating was remarkably higher than that of the
AlTiCrN coatings, under both temperature regimes, with a W value after the RT tests approximately
three times higher than the multilayer (AlTiCrN) one (Figure 6). However, it is important to point out
that there was a significant increase in the wear rate of the multilayer coatings at HT, with the wear
rate being almost twice the value obtained after the RT tribotest.

4. Discussion

The COF curves reported in Figure 2 showed that at RT the superlattice coating undergoes a
significant COF reduction (Figure 2a). This can be related to the generation of a high amount of wear
debris (Figure 4a,b) linked to the partial coating removal, which, under the imposed testing conditions,
is likely to act as solid lubricants, while highlighting a remarkable lack of adhesion. While microscopy
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(Figure 4b), profilometry (Figure 4d), and microanalysis results (Figure 5d) highlighted high plastic
deformation and the complete removal of the Cr/N/NbN coating, the HT tribotest (Figure 2b) showed
no remarkable variations during the sliding. A reasonable explanation of this can be ascribed to a
coating removal process occurring at the very beginning of the test, consistent with the thermal stability
limit reached by the present coating at the imposed temperature level. A spallation phenomenon was
detected on the inner side of the AlTiCrN coating at RT in Figure 3a, but no evidence of it was observed
in the EDS line scans (Figure 5a), meaning that the wear track was smooth, but the wear and the wear
debris accumulation were not uniform.

Previous studies performed on the same samples by some of the authors in the present
study [64,78] showed that upon thermal cycling at 873 K, the superlattice CrN/NbN coating showed
oxidation and hardness decay, while the multilayer AlTiCrN coating showed high oxidation resistance
with a stable high degree of hardness. The mechanical properties (hardness and elastic modulus) of
the coatings were also investigated by nanoindentation in previous papers published by some of the
authors in the present study [64,78]. According to these results, the resistance to plastic deformation,
which is described by the ratio H3/E2 [79], resulted in ~0.146 for the CrN/NbN coating and ~0.153 for
the AlTiCrN at RT. The lower value of the superlattice coating can be related to the degradation of the
CrN/NbN coatings during the RT wear test, the related generation of wear debris which led to the
peculiar trend of the COF (Figure 2a) and to the consequent abrasive wear mechanism. Despite the
ability to accommodate the deformation of the HSS substrate shown by the superlattice coating upon
thermal cycling, thickness reduction and oxidation phenomena appeared to play a key role during the
HT wear test, where plastic deformation was suggested to be the main reason of failure. Compared
to the literature [80–82], the results of the RT and HT wear performance of the particular superlattice
CrN/NbN coating used in the present study highlighted that the unique extreme testing conditions
applied allows us to assess its limitations in terms of thermo-mechanical challenging applications.

The chemical composition of the AlTiCrN coatings make them particularly suitable for
high-temperature applications, owing to the addition of chromium [83–85]. However, despite this
background information, the application of extreme working conditions, such as those used in the
present paper, showed that temperature seems to have a remarkable effect on both the wear rate and
the surface of the coatings, leading to high wear debris formation. The applied HT testing conditions
resulted in an overall softening effect of the multilayer coating, resulting in a lower COF (Figure 2b)
with respect to the RT value, but also led to a higher wear rate (Figure 6) and plastic deformation. On
the other hand, the wear performance at RT, governed by abrasive wear, was remarkable.

The high plastic deformation taking place during HT wear tests, together with the reduction of the
coefficient of friction, is in agreement with the results reported in the literature for AlTiCrN deposited
on stainless steel [60] and cemented carbide [75]. It is worth noting that during the sliding at HT against
silicon nitride counterbodies, the COF evolution during the HT tribotests showed friction regimes
completely different from the smooth trend reported in the present paper. On the other hand, while no
signs of failure of AlTiCrN coatings on HSS substrates were observed by Jakubéczyová et al. [76], an
increased COF was observed with the increasing tribotest temperature.

The calculated specific wear rate confirmed the poor wear behavior of the superlattice CrN/NbN
coating under the applied testing conditions, with the sample showing the highest W values both after
RT and HT tribotests (Figure 6).

5. Conclusions

In the present study, the microstructure and the wear properties of commercially available
multilayer AlTiCrN and a superlattice (nanolayered) CrN/NbN coating, PVD-deposited on a S600
HSS, were characterized. Samples were subjected to tribotests at room temperature (293 K) and ahigh
temperature (873 K), and the effects of the temperature on the tribological behavior was evaluated
by FEGSEM and EDS inspections, as well as by optical profilometry. The main conclusions can be
outlined as follows:
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• The multilayered AlTiCrN coating exhibited the best response under the RT tribotest; on the
other hand, the coating stability and friction properties were strongly affected by the HT regime,
resulting in the complete removal of the coating from the S600 HSS substrate.

• The nanolayered superlattice CrN/NbN coating showed the worst overall performance under the
HT tribotest, being quickly and completely removed from the substrate. Moreover, this sample
showed a partial removal of the coating in the wear tracks during the RT wear test due to the
applied conditions.

• Both the multilayered and the nanolayered coatings showed remarkable material removal during
the HT tribotests, as well as a spallation phenomenon on the edges of the wear tracks.

• The tribotests performed at HT showed a dramatic lack of adhesion for both samples.

The particular working conditions (i.e., high working temperature, load, and speed) allowed us
to characterize the multilayered AlTiCrN and the nanolayered superlattice CrN/NbN coatings, and
to define their peculiar structural and tribological behaviours and limits. Therefore, further studies
on the improvement of their mechanical properties and, in particular, on their adhesion to the HSS
substrate under demanding working conditions, as those typical of dry tooling applications, will be
carried out in the near future.
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