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Abstract: This paper reports the results of an investigation of the oxidation of a sputter-deposited
TiAIN hard coating in air at temperatures of 800 and 850 °C for times ranging from 15 min to 2 h. The
study is focused on the role of growth defects in the oxidation process. The mechanism of oxidation
at the site of the defect was studied on cross-sections made by the consecutive sectioning of oxidized
coatings with the FIB technique. We found that in the early stage of oxidation, the locally intense
oxidation always starts at such defects. Although the growth defects reduce the oxidation resistance
of the coating locally, we believe that they do not have a decisive influence on the global oxidation
resistance of the coating. There are several reasons for this. The first is that the surface area covered
by growth defects is relatively low (less than 1%). Secondly, the coating is permeable only at those
defects that extend through the entire coating thickness. Thirdly, the permeability at the rim of some
defects strongly depends on the density of pores at the rim of defects and how open they are. The
size and density of such pores depend on the shape and size of topographical irregularities on the
substrate surface (e.g., seeds, pits), which are responsible for the formation of growth defects. We also
found that oxidation of the TiAIN coating is accelerated by oxygen and titanium diffusion through
the pores formed by crystal grain growth in the outer alumina overlayer. Such pores are formed
due to the compressive stresses in the Ti-rich oxide layer, which are caused by the large difference in
molar volumes between the oxide and nitride phases.

Keywords: TiAIN hard coating; magnetron sputtering; oxidation; growth defect; focused ion beam (FIB);
scanning electron microscopy (SEM); scanning transmission electron microscopy (STEM)

1. Introduction

The increasing application of high-speed, dry cutting technologies and the machining
of difficult-to-cut workpiece materials (hard or “sticky”) demands that cutting tools be
protected with high-performance PVD hard coatings. Due to the high friction between the
tool surface and workpiece material during machining, the temperature at the tool’s cutting
edge may reach more than 800 °C. Therefore, the protective coating must maintain a high
wear resistance (high hardness), thermal stability, and oxidation resistance at the elevated
temperatures. The development of hard coatings that meet such severe requirements with
subsequent improvement in the cost-effectiveness of the machining process is still a big
challenge. The most common approach to meet all these requirements is the use of different
multicomponent alloying hard coatings or hard coatings with a nanostructure architecture.

The first coating that largely met these requirements was TiAIN. Many conventional
hard protective coatings on the market today are still based on it. The superior performance
of TiAIN-coated tools in the machining of difficult-to-cut workpiece materials (e.g., stainless
steels, tool steels, Ni- and Ti-alloys) is attributed to its high hot hardness [1], high oxidation
resistance, and age-hardening effect [2]. TIAIN is a supersaturated pseudo-binary alloy,
where Al atoms randomly substitute Ti atoms on the metal sublattice of the fcc-TiN lattice.
Such substitution significantly improves the mechanical properties due to the solid solution
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hardening effect. However, this is not the only hardening mechanism present in TiAIN. It
was recently found that under high thermal loading, such as during the cutting operation,
the TiAIN coating decomposes by spinodal decomposition to nano-sized domains of cubic
TiN and cubic AIN [3,4]. Such kinds of precipitate limits dislocation movement and
generates an internal stress. Both processes, which start at a temperature around 700 °C
and finish at around 900 °C, increase the hardness of the coating and enhance its wear
resistance. However, the disadvantage of these post-treatments is the reduction of plastic
properties and embrittlement of the interface between the coating and the substrate.

As mentioned above, the resistance of hard coating materials to high-temperature
oxidation is one of the most important properties. The oxidation behavior of TIAIN coatings
has previously been intensively examined and reported in the literature. McIntyre et al. [5]
and Thimura et al. [6] were the first to examine the oxidation mechanisms in TIAIN coatings
exposed to air at high temperature (700-900 °C). They found that the remarkable oxidation
resistance of TIAIN hard coatings relies on its ability to form a thermally stable oxide scale
that comprises a continuous and protective Al-rich top-layer and a porous Ti-rich sub-layer
below (adjacent to the nitride). They observed that the growth of the oxide over-layers
initially followed a parabolic law and, after reaching a certain thickness (that depends on
the oxidation temperature), the growth rate decreased. Using the inert-marker technique,
they showed that the mobile species were mainly Al (outward) and oxygen (inward), while
a limited mobility of Ti species was detected. The simultaneous diffusion of Al atoms
toward the oxide/air interface and the diffusion of oxygen to the oxide/nitride interface,
accompanied by nitrogen depletion, led to the formation of oxide scale near the surface [7].
Thus, the oxidation of the coating is controlled by diffusion of aluminum and oxygen
through the alumina layer. However, such a layer can act as protection against further
oxidation only if it is stable at high temperature, if the layer grows slowly with a high
density and if its adhesion to the coating surface is good. The mobility of the aluminum
and oxygen through the Ti-rich oxide layer is considerably higher than through the Al-
rich oxide layer. Joshi et al. [8] found that the inward diffusion of oxygen controlled the
oxidation process at temperatures smaller than 700 °C while both the inward diffusion
of O and outward diffusion of Al controlled the oxidation at temperatures higher than
800 °C. At an oxidation temperature below 850 °C, the thicknesses of both oxide layers
are approximately the same. This indicates that the mobility of Al and O species is similar.
However, a further temperature increase up to 850 °C produces a fast growth of the rutile
TiO; crystals. The reason for accelerated oxidation is the formation of micro-cracks in the
oxide scale caused by the compressive stresses appearing due to the large difference in the
oxide layer molar volume in comparison with the molar volume of the nitride layer. Cracks
form during the heat treatment, also due to a difference in thermal expansion between the
coating and the substrate. McIntyre et al. [5] and Lemke et al. [9] reported that rutile TiO,
crystals not only appear along the crack boundaries but also at the local growth defects.

Many attempts have been made to enhance the oxidation resistance of TiAIN coatings
in the last two decades [10-14]. Several ways have been proposed to increase the density of
the oxide scale and to retard the diffusion through it. Thus, it was found that the oxidation
resistance of the TiAIN coating strongly depends on the Ti/Al atomic ratio [2,15-19].
Increasing the content of aluminum within c-TiAIN promotes the formation of an Al,O3
layer, while the growth rate of the porous and highly permeable TiO, layer is reduced.
However, if the content of Al in the Ti;_4Al«N coating exceeds the maximum solubility
limit (xmax = 0.7), the transition from the cubic structure to mixed cubic wurtzite structure
takes place, while the oxidation resistance decreases [4]. A special case is that the Ti AIN
coating is composed mainly of a nanolaminated MAX phase. Wang et al. found that such
coating exhibited excellent oxidation resistance and thermal stability (up to 900 °C in the
air) [15].

The oxidation resistance also depends on the microstructure and the morphology of
the coating. Voided grain boundaries, inter-columnar porosity, and local growth defects
in the TiAIN coating offer faster diffusion channels for the metal atoms outward and



Coatings 2021, 11,123

30f22

oxygen atoms inward during the oxidation, thereby lowering the oxidation resistance of
a coating. A denser microstructure of coatings tends to suppress the diffusion rates of
metallic and oxygen ions along the grain boundaries. The coating density and, with it,
the coating oxidation resistance can be tuned to some extent by bias voltage used during
deposition [5]. In general, increasing the energy of ions leads to the densification of porous
column boundaries and promotes growth of smaller grains. A high coating density can also
be achieved by high-power impulse magnetron sputtering (HIPIMS) [20]. This deposition
technique provides conditions for effective ion bombardment, and thus increases ad-atom
mobility on the surface of the growing coatings.

Another way to increase the oxidation resistance is based on the preparation of hard
coatings in the form of nanolayers [19,21]. The layer interfaces act as a diffusion barrier for
the diffusion of all atoms that participate in the oxidation process and thus improve the
oxidation resistance of the coating.

The most common approach for tailoring the oxidation properties of TiAIN coatings
is the addition of small concentrations (up to ~15 at.%) of different metallic (e.g., Cr, Y, Zr,
Ta, Nb) or nonmetallic alloying elements (e.g., Si, B) [22]. Dopants such as yttrium, silicon,
and boron improve the high-temperature oxidation resistance of TiIAIN by plugging grain
boundaries (Y) [23] or by forming very dense oxides (Si, B) [13,24]. It is shown that large
and, therefore, relatively immobile yttrium atoms with a high affinity for oxygen segregate
at grain boundaries, promoting grain refinements and blocking the diffusion pathways for
oxygen and substrate elements along columns and grain boundaries [25,26]. If TIAIN is
doped with silicon or boron, then an amorphous Si3Ny or BN phase is formed surrounding
nanocrystalline TIAIN grains, forming nanocomposites and thus stimulating the further re-
finement of grains [24,27,28]. More grain boundaries prolong the diffusion paths of oxygen
and thus improve the oxidation resistance of the coating. From the oxidation resistance
point of view, doping the TiAIN coating with Cr is the most beneficial [23,29-31]. A better
oxidation resistance was ascribed to: (a) the formation of mixed (AlCr),O3 oxide, which
crystallizes faster than Al;O3, and (b) the possibility of Cr retarding the transformation of
TiO; from the anatase to rutile phase that occurs within the oxide scale at high temperature
(>850 °C). Due to the reduction in molar volume, the phase transformation is accompanied
by the formation of pores and cracks. Therefore, the oxidation rate increases. The phase
transformation of anatase to rutile TiO, can also be delayed by Zr [32-34] or avoided by Ta
alloying [14,35-37].

There are only few papers in the literature dealing with the role of growth defects
during the oxidation process of hard coatings [5,38,39]. The influence of defects on the
oxidation resistance of sputter-deposited TiAIN is briefly mentioned in an article by
MclIntyre et al. [5]. Their role in the oxidation process is discussed in more detail in the
paper published by Lembe et al. [9]. They studied the influence of the growth defects
on the localized oxidation behavior of TIAIN/CrN superlattice coatings deposited by arc
bond sputtering (ABS) technology. The defect structure that surrounds a droplet leaves
a gap between the growth defect and the coating. They observed localized oxidation at
sites of such defects. Fernades et al. [39] also demonstrated that the oxidation of TiSiVN
coatings is controlled by the formation of a silicon oxide diffusion barrier, which is affected
by nodular defects in the as-deposited film. Recently, our research group published the
results of the investigation of the high-temperature oxidation of nanolayered CrVN-based
coatings [40,41]. We found that the first oxidation products appear around the nodular
defects in the form of V,0Os patches.

In our recently published study [42], we discussed the influence of growth defects
on the corrosion resistance of TiAIN coatings. We found that pitting corrosion occurring
at growth defect sites has a very deleterious effect. In these sites, the corrosive medium
dissolves the substrate material, which results in the collapse of the coating. The goal of
present study is to examine in more detail if the growth defects also have an important
influence during the high-temperature oxidation. Based on the experimental results,
the oxidation mechanisms in the early stage of oxidation are discussed. A more detailed
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explanation of the growth defect phenomenon in PVD coatings can be found in our recently
published review article [43].

2. Materials and Methods

The industrial magnetron sputtering system (modified CC800/7, CemeCon, Germany)
was used for the deposition of the TIAIN hard coating. The coating composition was Ti
23 at.%, Al 27 at.%, and 50 at.% of N. The thickness of the coatings was around 4.1 um,
using a 2-fold planetary rotation. The samples analyzed in this study consisted of test
plates made of cold work tool steel AISI D2 (~58 HRC) produced by Ravne steel factory
(Slovenia). The D2 plates were first ground and polished up to the roughness of about
10 nm (R,). Before deposition, they were cleaned in detergents (alkaline cleaning agents,
pH ~ 11) and ultrasound, rinsed in deionized water, and dried in hot air. In the vacuum
chamber, they were first heated to about 450 °C, then in-situ cleaned by radio frequency
(RF) ion etching in argon atmosphere. The RF power and the etching time were 2000 W
and 90 min, respectively. A standard TiAIN coating was deposited by DC-sputtering of
four mosaic Ti-Al targets at 8 kW each. The total operating pressure was maintained at
0.75 Pa, with the flow rates of nitrogen, argon, and krypton being 100, 160, and 110 mL/min,
respectively. A DC bias of —100 V was applied to the substrates. The deposition time
was 135 min. After this time, the deposition process was interrupted for an intermediate
ion etching (for 60 min at the same conditions as during substrate cleaning). This was
followed by an additional deposition of a TIAIN coating (deposition time was 30 min). The
intermediate etching creates new nucleation sites for the subsequently deposited nitride
coating resulting in a fine-grained and less porous microstructure of the top layer [44,45].

Coated substrates were isothermally oxidized in an ambient atmosphere at tempera-
tures of 800 °C and 850 °C for times ranging from 15 min to 2 h using a conventional tube
furnace. Under such conditions, we were able to observe the early stage of the oxidation
at the sites of the growth defect. The crystal structure of both as-deposited and oxidized
coatings was examined by X-ray diffraction (XRD) with CuK« radiation using a Bruker
diffractometer (AXS Endeavor D4) in Bragg/Brentano mode and equipped with a CuKa«
X-ray source (0.15406 nm). The microstructure and the coating morphology, before and
after oxidation, were investigated by cross-sectional and plan-view scanning electron mi-
croscopy (SEM) using the Helios Nanolab 650i field emission scanning electron microscope.
Cross-sections for detailed SEM investigation were prepared by the focused ion beam
technique using the FIB source integrated into the SEM microscope. On this cross-section,
SEM imaging using electrons and ions was performed. EDS element mapping was realized
to determine the qualitative distribution of the elements on the FIB cross-section. EDS
mapping was carried out by using the Oxford Instruments system attached to the SEM.

Scanning transmission electron microscopy (TEM) and energy-dispersive X-ray spec-
troscopy (EDS) analysis were performed, using a JEOL ARM 200 CF operated at 200 kV.
All TEM images and analyses were obtained on cross-sections. The specimen for TEM
characterization was prepared with a FEI Helios NanoLab 600i focus ion beam system
using the standard lift-out technique.

3. Results

In order to understand the oxidation behavior, SEM, STEM, and EDS analyses were
performed on the TiAIN hard coating before and after the oxidation test with the main
emphasis focused on the role of the growth defects on the oxidation process.

3.1. Morphology and Microstructure of As-Deposited TiAIN Hard Coating

From the oxidation point of view, the morphology of a coating is important because
the oxidation rate of a dense and fine-grained morphology is much smaller than that of
the coating with a distinct columnar morphology [38]. The morphology of PVD coatings
strongly depends on the deposition method and deposition parameters. Figure 1 shows
the SEM plan-view image of the TiAIN hard coating sputter-deposited on a D2 tool steel
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substrate. The images were taken at low (Figure 1a,c) and high magnifications (Figure 1b,d).
At a low magnification, a smooth coating surface interrupted by morphological defects
(nodular defects, pinholes, craters) of various shapes and sizes can be observed. The
growth defects are unevenly distributed. Sites of protruding carbides that were formed
during ion etching of the substrate can also be observed. The growth defects are an
unwanted phenomenon that significantly alters the morphology of PVD hard coatings [43].
Their origin is related to all topographical irregularities on the substrate surface formed
during its pretreatment and ion etching, as well as by foreign particles introduced during
the coating process. All these topographical irregularities on the substrate surface are
transferred through the coating and even magnified due to the geometrical shadowing
effect characteristic for the PVD deposition techniques [46]. Therefore, even relatively
small imperfections of several tens of nanometers can grow into large micrometer-sized
imperfections (growth defects) on the coating surface [43].

Figure 1. Plan-view SEM images of as-deposited TiAIN hard coating deposited onto D2 tool steel substrate. SEM images

were recorded at low (a,c) and high (b,d) magnifications, while the images on the bottom (c,d) were taken by tilting the
sample by approximately 20°.

At high magnification of the area between various protrusions, we can see that it
exhibited a faceted domain-like morphology. The mean size of the domains is about 1 pm.
Such topography is characteristic for coatings prepared using an intermediate etching.
Interestingly, after such treatment, the roughness of the coating surface decreases. Namely,
the sides of a nodular defect and other coating protrusions etch faster than the top as the
etching rate at normal incidence is much smaller than at high incidence angles (~50°). This
phenomenon leads to the shrinking of the nodular defects and even elimination of some
smaller ones. Consequently, the surface topography also changes from the cap-shaped
column tops to a dimpled surface after etching (Figure 1b,d).
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Figure 2a presents the fracture cross-sectional SEM image of a TIAIN coating deposited
on a D2 tool steel substrate. The image shows that the main part of the coating exhibits
a pronounced coarse columnar structure, while the upper one is compact, fine-grained,
and less porous. Such a microstructure of the top layer is the result of an intermediate ion
etching of the coating after about three-quarters of the deposition time, which causes an
interruption of the growing columns, re-sputtering of otherwise rounded column tops, and
nucleation of new grains [44,45]. The coating surface looks rather smooth.

etching

TiAIN

Figure 2. Fracture cross-sectional SEM image (a) and SEM image of FIB cross-section (b) of as-deposited TiAIN coating.

In the SEM image of the FIB cross-section taken using the ion beam (Figure 2b), the
columnar structure of the coating cannot be noticed, while the crystal grains with different
orientations are clearly visible. From a comparison of the fracture cross-sectional SEM
image (Figure 2a) and SEM image of the FIB cross-section (Figure 2b), we can conclude
that the individual column is not composed of a single grain but of several grains that
are elongated in the growth direction. It can also be observed that the upper layer, which
has grown after intermediate etching, has a more fine-grained microstructure. Beneath
and around seed particles, a zone of lower density and large voids are formed due to the
shadowing effect.

An even more detailed image of the microstructure and phase composition can be
provided from the cross-sectional STEM image. The cross-sectional STEM bright-field mi-
crographs of the as-deposited TiAIN coating reveal a columnar microstructure (Figure 3a,d).
The diameter of the columns varies from 0.2 up to 0.4 um. The columns stand tightly to-
gether but some voids are still visible in between (indicated by arrows in Figure 3a,d).
STEM images clearly show that the individual columns are composed of several grains
elongated in the growth direction. The grain diameter is less than 100 nm. Their growth is
repeatedly interrupted by a re-nucleation process. Near the substrate, the microstructure
consists of randomly oriented small grains. Some form V-shaped columns due to the
crystal grains with a certain orientation, which grow faster and gradually overgrow the
slower-growing ones. At the flat substrate surface, the crystal grains are elongated in the
growth direction, while they have a feather-like appearance in the area above the seed
particle (Figure 3d) or other protrusions (e.g., at site of carbide, Figure 3a). It is evident that
at such substrate surface irregularities, the columns do not grow normal to the surface but
grow toward the adatom source with a change in column shape.
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Figure 3. STEM image showing columnar morphology and nanolayer structure of sputter-deposited TiAIN coating outside
(a) and inside the nodule defect (d). The corresponding electron diffraction patterns and SEM image of the FIB cross-section
of the nodular defect are shown in insets (b) and (c), respectively. A step-like feature on the substrate surface under the seed
particle (inset c) indicates that the seed existed on the substrate surface already before ion etching.

The STEM image of the as-deposited TiAIN coating also reveals that it has a nanolay-
ered structure. The coating is composed of alternating Al-rich (bright) and Ti-rich (dark)
layers with a modulation period of about 35 nm. Such a nanolayer structure is caused by
the rotation of the sample that periodically approaches toward and moves away from the
mosaic target. Both the angle-of-incidence of the depositing atom flux and deposition rates
change constantly during the deposition process. A typical diffraction pattern recorded
from a larger area of the TIAIN film is shown as inset b of Figure 3. The diffraction rings are
continuous due to the small grain size and their different orientations. All of them can be
attributed to the face-centered-cubic TiN-related structure. X-ray diffraction analyses also
showed that the as-deposited coating has the fcc crystal structure and a (200) preferential

orientation (Figure 4).

2 000 s | s
| 850°C, 60 min
1500 il
850 °C, 15 min
— A A <
: j
- T S ‘\,11«;“-«’“"‘;,
£ 1000 e :
2 800 °C, 60 min
(V]
<
500 :
as-deposited
20 30 40 50 60 70 80 90
2 theta (deg)

Figure 4. X-ray diffraction patterns of as-deposited and oxidized TiAIN hard coatings. The oxidation was performed for
different temperatures and times (designation of peaks: s—substrate, A—anatase, R—rutile, *—ax-aluminum oxide).
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3.2. Coating Morphology and Microstructure after Oxidation at 800 °C

The first sample was oxidized at 800 °C for 60 min. The high-magnification SEM image
shows that the whole surface is covered by very fine blade-like oxide crystals (Figure 5b,d
and Figure 6a). EDS maps on the FIB cross-sections of the oxidized sample (Figures 6 and 7)
show that the outermost region of the oxide scale is aluminum oxide. However, there is no
indication of an alumina crystal structure by X-ray diffraction (Figure 4). Thus, it can be
concluded that aluminum oxide has an amorphous or very-fine-grained microstructure.
The XRD analysis of the oxidized sample revealed the presence of anatase TiO, in addition
to nitride phases. As already mentioned in the introduction, the thin aluminum oxide layer
that formed in the initial stage of oxidation on the top of the TiAIN coating strongly slows
down the further oxidation process and thus provides an excellent protective effect in the
area free of growth defects [5,38]. However, oxidation continues to take place intensively
at the sites of certain growth defects. Around some of these defects, dark circular regions
of various diameters (up to 40 um in diameter) were formed (Figure 5a, inset in Figure 6a,
inset in Figure 7a). The formation of such dark circles can be related to the diffusion
of titanium on the oxide overlayer. The diffusion intensity depends on how open the
pathways around the growth defect toward the substrate are. Therefore, such circular
regions do not appear around all growth defects. Some defects where no such regions can
be observed are marked with arrows in Figure 5a. Around those defects where they do
occur, however, their diameter is very different, depending on oxidation intensity.

Figure 5. Plan-view SEM images of TiAIN hard coating oxidized at 800 °C for 60 min. SEM images
were recorded at low (a,c) and high (b,d) magnification, while the image (c) was taken by tilting the
sample by approximately 20°.
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Figure 6. SEM images of nodular defect in sputter-deposited TiAIN hard coating oxidized at 800 °C
for 60 min: (a) SEM images at high and low (inset) magnification, (b) SEM image of the FIB cross-
section of the same defect and corresponding elemental maps (c—f).

Additional information about the oxidation process can be obtained from the SEM
image of the FIB cross-section (Figures 6b and 7b). In such images, a thin two-layer oxide
structure (total thickness ~200 nm) is visible. As expected, the EDS elemental maps revealed
that the top layer is Al-rich, whereas the bottom one is Ti-rich. This is consistent with the
results of the investigations by other researchers [5,38] who found that the layered oxide
scale of TiIAIN coatings is attributed to the simultaneous outward diffusion of aluminum
(through the oxide/air interface) to grow the alumina layer and inward diffusion of oxygen
(toward the oxide/nitride interface), to form a Ti-rich oxide layer. The continuous and
homogeneous alumina layer prevents the further oxidation of the TiAIN coating. However,
as mentioned before, such a continuous layer is interrupted at the sites of the growth
defects. SEM images of the FIB cross-section confirm that the boundaries between the
coating matrix and the defects are very porous (Figures 6b and 7b). Some of the pores are
extended through the entire the coating thickness. Through such pores, oxygen can reach
the substrate while elements from the substrate may penetrate into the coating surface. The
EDS elemental maps shown in Figures 6 and 7 confirm an intense localized oxidation at
sites of selected nodular defects and pinholes, respectively.



Coatings 2021, 11,123

10 of 22

oxide scaien

Figure 7. SEM images of pinhole in sputter-deposited TiAIN hard coating oxidized at 800 °C for
60 min: (a) SEM images at high and low (inset) magnification, (b) SEM image of FIB cross-section of
the same defect, and (c—f) corresponding elemental maps [43].

3.3. Coating Morphology and Microstructure after Oxidation at 850 °C

The oxide double layer of almost the same thickness as in the previous case was
formed on the sample that was oxidized at 850 °C for 15 min. The X-ray spectrum of this
sample is similar to the sample that was oxidized at 800 °C (Figure 4). In addition to the
expected peaks belonging to the nitride phase, peaks corresponding to the anatase TiO,
phase can be identified, but there is no indication of crystalline alumina. From this, we
can conclude that the alumina top layer is still amorphous. As in the case of the sample
oxidized at 800 °C for 60 min, a dark circular region was noticed at some growth defects,
but its diameter is about twice as large. However, in addition to these circles, a network
of dark patches of irregular shape and different size (up to about 20 um) was observed
(Figure 8a, inset in Figure 9a). The occurrence of these patches cannot be associated with the
diffusion processes along the sub-dense column boundaries, because the average distance
between adjacent patches is much larger than the average inter-column distance. They also
cannot be related to the growth defects, because the surface density of patches is much
higher. As in the case of the dark circular region around the growth defects, the formation
of these patches can be explained by the diffusion of titanium onto the surface of the oxide
overlayer through the pores in the top alumina layer. How such pores can be formed will
be explained later.
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850 °C, 15 min

850 °C, 60 min

850 °C, 120 min

Figure 8. Plan-view SEM images of TiAIN hard coating oxidized at 850 °C for 15 (a,b), 60 (c,d), and
120 min (e, f). SEM images were recorded at low (a,c,e) and high (b,d,f) magnification.

The fracture cross-sectional SEM image of the TIAIN coating after short-term oxidation
at 850 °C (Figure 10a) shows similar microstructure features as the as-deposited one, except
a thin oxide scale (app. 200 nm thick) is present on the coating surface. The same finding
applies for the SEM image of the FIB cross-section (Figure 10b).

It is evident from both types of images that the oxide overlayer is continuous and
homogeneous except at sites of growth defects (Figures 9b and 10b). The EDS elemental
maps on the FIB cross-section of the pinhole (Figure 9) shows that it is filled with oxidation
products throughout its depth.
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carbide

Figure 9. SEM images of pinhole in sputter-deposited TiAIN hard coating oxidized at 850 °C for
15 min: (a) SEM images at high and low (inset) magnification; (b) SEM image of the FIB cross-section
of the same defect, and (c—f) corresponding elemental maps.

FIB cross-section

fracture cross-section

nodular
\defect

seed

850 °C, 15 min

Ti-O crystal custers
y A .,
EAX LYY
Ti-0

oxide scale txide scale

850 °C, 60 min

TiAIN

" UZN g N

Figure 10. Fracture cross-sectional SEM images (a,c) and SEM images of FIB cross-sections (b,d) of
TiAIN coating after oxidation at 850 °C for 15 (a,b) and 60 min (c,d).



Coatings 2021, 11,123

13 of 22

As the oxidation time at 850 °C increased from 15 to 60 min, more pronounced
changes occurred. Clusters of the large faceted TiO, crystallites with a rutile structure were
observed to grow on the oxide overlayer (Figures 8c,d, 11a and 12a). X-ray analysis of
the sample oxidized at 850 °C for 60 min confirms the formation of the rutile TiO; phase
(Figure 4). However, the anatase phase, which is attributed to the titanium oxide layer
at the interface with the nitride coating, is still present. Additionally, some peaks of the
a-aluminum oxide phase were also detected. The EDS elemental maps, carried out at the
oxidized surface, shows discontinuous and evenly distributed islands rich in the TiO,
rutile phase on the top of an Al-rich oxide layer (Figure 11). It can be noticed that the size,
shape, and surface density of these islands are comparable to the dark patches observed
on the surface of samples oxidized at the same temperature for 15 min. The formation of
similar TiO; crystallites in the microcracks of the alumina overlayer during oxidation of the
TiAIN coating at 850 °C for 3 h was reported by McIntyre et al. [5]. They begin to appear
after several hundred nanometers of oxide overlayer growth. The authors reported the
appearance of crack networks upon oxidation of the Tig5AlgsN hard coatings deposited at
low bias voltages and their disappearance when the bias voltage was increased to —150 V.
This dependency on the bias voltage was associated with an increase in residual stress with
increasing bias voltage. The formation of cracks upon heating was explained by different
thermal expansion coefficients of the substrate and coating.

)}
L Y
“ » (‘) ’
»
» alumina
top layer

Figure 11. Top-view SEM image of the surface of the TiAIN coating oxidized at 850 °C for 60 min (a)
and the corresponding elemental maps (b—d).
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Figure 12. Top-view SEM image of the TiAIN coating surface after oxidation at 850 °C for 60 min (a);
SEM images of FIB cross-sections through larger cluster of TiO, crystals in direction marked with
dashed lines 1, 2, 3, and 4; (b) ion-generated SEM image of FIB cross-section in direction marked with
dashed line 3.

We found that even if the oxidation time was extended to 60 min, no microcracks on
the aluminum oxide surface were observed. In order to reveal the origin of TiO; crystallites
on top of the Al-rich oxide layer, consecutive sectionings through the center of TiO; islands
were made by the FIB technique. In Figure 12, four dashed lines marked with numbers 1 to
4 indicate the positions where the cross-sections were made. SEM images of consecutive
cross-sections are shown in Figure 12 (images on the right). We were interested in whether
there were any inhomogeneities, pores, or other defects in the nitride coating under the
clusters of crystals. Such types of defects would allow faster diffusion of all species that
participate in the oxidation process. The SEM images do not confirm that such defects are
present in the nitride layer. It is obvious, however, that the oxidation front at the sites of
the oxide crystallites reaches deeper into the nitride coating than outside of them (marked
with “d” in Figure 12b). This means that the diffusion of oxygen at these sites is faster due
to the higher permeability of the upper alumina layer. The ion-generated SEM image of
the FIB cross-section (Figure 12b) reveals the reason behind the higher permeability of the
A-rich oxide layer at these places. In this image, the aluminum and Ti-rich oxide layers are
dark and bright areas, respectively. The boundary between the upper Al-rich oxide layer
and the lower Ti-rich oxide layer is very uneven. We see that the titanium oxide has spread
in the form of protrusions into the Al-rich oxide layer. The typical distance between the
two protrusions is less than a micrometer. In some places, the titanium oxide phase also
appears on the surface where clusters of large TiO; crystals are formed. We believe that the
formation of such protrusions is related to compressive stresses in the Ti-rich layer that
appeared due to the large difference in the titanium oxide molar volume in comparison
with the molar volume of the nitride layer. Such stresses can separate the grain boundaries
in the otherwise very-fine-grained aluminum oxide layer, and thus, open the way for the
diffusion of titanium to the surface and oxygen to the oxidation front. Such a drastic change
in oxidation of the TiAIN coating at 850 °C for 60 min could be related to the formation
of crystalline aluminum oxide from the amorphous one. Such an interpretation is also
supported by the findings of other authors. Namely, many years ago, some authors [6,47]
reported that during high-temperature oxidation of the TiAIN coating, the oxygen can
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diffuse through the pores formed by the grain growth of the Al,O3 crystal in the outer
alumina layer during high-temperature oxidation of TIAIN. Miinz was the first who found
that there is no indication of an Al,Oj3 crystal structure below 800 °C, while a drastic change
in the oxidation behavior occurs above this temperature due to the formation of crystalline
alumina from the amorphous one [47].

We must not forget, however, that after extending the oxidation time to 60 min, the
oxidation taking place at sites of growth defects is even more intensive. Figure 13a shows
that large oxide crystallites were formed at the rim of the nodular defect. However, as
already mentioned, oxidation does not take place with the same intensity around all growth
defects, which depends on the density of the pores at the rim of the defects and on how
open they are.

Figure 13. SEM images of nodular defect in sputter-deposited TiAIN hard coating oxidized at
850 °C for 60 min: (a) SEM image, (b) SEM image of FIB cross-section of the same defect, and (c—f)
corresponding elemental maps.

The fracture cross-sectional SEM image of the oxidized film (Figure 10c) shows the
presence of a thin two-layer oxide structure, with a porous inner Ti-rich oxide layer and
an outer compact Al-rich oxide layer. The oxide bilayer thickness increases from 0.2 to
0.95 um if the oxidation time increases from 15 to 60 min, respectively. The structure
of the oxide scale can also clearly be seen in the SEM images of the FIB cross-section
(Figures 10d, 12, 13b, and 14b). The EDS maps on FIB cross-sections revealed that the
porous bottom layer and the denser top layer are Ti-rich and Al-rich oxides, respectively.
Discrete and unevenly distributed TiO, crystals can be observed on the top alumina layer,
while the rest of the nitride coating is still uninfluenced by the oxidation.
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Figure 14. SEM images of nodular defect in sputter-deposited TiAIN hard coating oxidized at 850 °C
for 60 min: (a) SEM image, (b) SEM image of the FIB cross-section of the same defect, and (c—f)
corresponding elemental maps.

Plain-view SEM images (Figures 13a and 14a) show that a complex oxide structure was
developed at sites of some growth defects. Due to the presence of under-dense regions and
pores at the rim of the growth defect, a high amount of Ti ions is supplied in this zone. As
a result, the localized oxidation and formation of large oxide crystals around many defects
can be observed. This phenomenon is not equally pronounced around all growth defects,
due to the different degree of porosity at the boundary between the coating matrix and the
defect. Such porosity is influenced by the shape and size of the topographical irregularities
(e.g., seeds, pits) on the substrate surface that are responsible for the formation of the
growth defects [43,46]. If the seed has a smooth morphology, then the nodule looks like
a cone, while a seed with complex morphology results in the growth of a nodular defect
with irregular surface features. When an irregularly shaped seed is coated, the particle
flux cannot reach the area underneath the seed, due to the shadowing of the particle flux,
and thus causes formation of voids below the particles. The coating on such kinds of seeds
results in a highly nonuniform coverage with a practically uncoated area underneath the
seed. Figure 13 shows the top-view SEM image of the nodular defect where intensive
oxidation has occurred. The SEM image of a FIB cross-section reveals open pathways at
the rim of the defect. It is quite different in the case of a nodular defect in Figure 14, where
almost no oxidation products at the edge of the defect are observed. From the SEM image of
the FIB cross-section in Figure 14, we can see that the boundary between the nodular defect
and coating matrix is much less porous than in the previous case. This is most likely due to
the fact that the shape of the seed is more regular. In the case of cavities, the uniformity of
coverage and, thus, formation of pores depend on the aspect ratio (depth/hole diameter),
as well as from the angular distribution of the impinging vapor flux [43,46].

The microstructure of the oxide layers at the site of the nodular defect was analyzed
in more detail with a STEM microscope. The FIB lift-out technique was applied for the
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preparation of the lamella from the nodular defect shown in Figure 14. Figures 15-17 show
the bright-field STEM images and the STEM-EDS maps of the oxide scale at the nodular
defect site and outside it. In these micrographs, a dense and fine-grained Al-rich oxide
top layer can be seen, while the Ti-rich oxide underlayer has a coarser polycrystalline
microstructure with a rough surface. The transformation of the amorphous alumina into
the crystalline one was confirmed by both X-ray diffraction (Figure 4) as well as selected-
area electron diffraction (SAED) analysis (Figure 17b). The thickness of the oxide double
layer is app. 0.95 um, while about 3.8 um of the coating is not yet oxidized. Figure 15d,f
and Figure 16d show the elemental maps of Al- and Ti-rich oxide areas within the oxide
scale. It can be seen that the interface between Al-rich and Ti-rich oxide layers is not flat.
The STEM-EDX maps in Figures 15 and 16 clearly show that titanium oxide crystallites
penetrate deep into the alumina layer at some places. As already mentioned, the expansion
of titanium oxide into the aluminum oxide layer can be caused by compressive stresses
resulting due to a large molar volume difference of TiO; and TiAIN. Thus, the top Al-rich
layer becomes porous and oxygen can more rapidly access the oxidation front. Hence, its
passivation protection is significantly reduced. Based on this, it can be concluded that,
in addition to localized oxidation at growth defect sites, this mechanism could also be
responsible for the accelerated diffusion of titanium through the alumina layer. The result
of both processes is large TiO, crystals forming on the oxidized TiAIN coating surface.

850°C, 60 min
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Figure 15. Bright-field STEM cross-sectional images of oxide scale (a—c,e) and corresponding STEM-EDS maps (d,f) of
TiAIN coating oxidized at 850 °C for 60 min.
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Figure 16. Bright-field STEM cross-sectional image of nodular defect (a—c) and corresponding STEM-EDS map (d) of TiAIN
coating oxidized at 850 °C for 60 min.

Figure 17. Bright-field STEM cross-sectional image of the oxide scale on TiAIN coating oxidized at
850 °C for 60 min (a) and SAED patterns of Al,O3 (b), TiO; (c), and TiAIN (d) crystallites at positions
marked with dashed circles.

On the other hand, the outward diffusion of the Ti results in voids or pore formation at
the nitride/oxide interface. The STEM images reveal that the Ti-rich oxide zone is composed
of a two-layer oxide structure: An outer layer of well-defined crystals (marked by a solid
arrow in Figure 15c) and a porous inner layer (adjacent to the rest of the nitride coating,
marked by a dashed arrow in Figure 15c). The formation of pores at the nitride/oxide
interfaces originates from different diffusion rates of the involved species. In the vicinity
of the nodular defect and on its surface, some microcracks parallel to the surface can be



Coatings 2021, 11,123

19 of 22

observed (marked by a dashed arrow in Figure 16a). The formation of such cracks, located
in the Ti-rich oxide layer, can be explained by the large compressive stresses that generated
at the sites of the topographic irregularities. It can also be observed that during oxidation at
850 °C, the dense columnar microstructure of the as-deposited coating remains unchanged.
The substrate/coating interface is also sharp and no changes can be observed.

A further oxidation test at 850 °C for 120 min causes the coating to completely oxidize
and detach over a large area of the substrate (Figures 8e,f and 18). Only on some small
patches is the partial integrity of the oxidized coating still preserved (see inset in Figure
8e). As it can be seen, the oxidized coating is composed of large faceted crystals while its
surface is very rough. The titanium and iron diffused on the surface at sites of pores in the
Al-rich oxide layer, while outside of this area, the iron diffused deep into the Ti-rich oxide
layer. Cracks at the substrate/coating interface are probably due to a large difference in
thermal expansion between the coating and substrate. It can be expected that the formation
of such cracks accelerates the oxidation process.

Figure 18. Conventional (a) and ion-generated (b) SEM images of FIB cross-section of sputter-
deposited TiAIN hard coating oxidized at 850 °C for 120 min and corresponding elemental maps (c—f).

4. Conclusions

This study describes the influence of the growth defects on the oxidation process of
sputter-deposited TiAIN coatings. The growth of oxide scale at different temperatures
(800 and 850 °C) and different periods (15-120 min) was investigated. Simultaneously, the
structure of the oxide scale and the interface integrity was also examined. It was found
that in the early stage of oxidation, the aluminum oxide layer on the TiAIN grows steadily,
maintains integrity, and thus retards the oxidation process. As oxidation continues, pores
appear in the alumina layer due to the crystal grain growth in the outer alumina overlayer.
The formation of pores is caused by compressive stresses that appear in the underlying
Ti-rich oxide layer due to the large difference in molar volume between the oxide and
nitride phase. Through such pores, oxygen can rapidly access the oxidation front and
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accelerate the oxidation process. Therefore, this phenomenon strongly affects the global
oxidation resistance of the TiAIN coating.

Even more intensive local oxidation takes place at the sites of the growth defects due
to the pores that are formed at the rim of the defect. During oxidation, they provide direct
paths between the coating surface and the substrate, for transport of oxygen inward and
substrate elements to the surface. The intensity of the oxidation process depends on the
density of the pores and how open the pathways around the growth defect toward the
substrate are. On the other hand, the number and size of pores at the rim of the growth
defects depend on the shape and size of seeds or pits on the substrate surface that caused
their formation. Thus, the shape of the seed largely determines whether the oxidation
down to the substrate will occur or not. It should be noted that not all defects extend
through the entire coating. The surface area covered by the growth defects is also relatively
small (less than 1%). Although the early stage always starts at the sites of the growth
defects, we believe that their influence on the global oxidation resistance of coatings is
not decisive.
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