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Abstract: This work investigated the wear behavior of ultrafine-grained Ti65Nb23.33Zr5Ta1.67Fe5 (at.%,
TNZTF) and Ti65Nb23.33Zr5Ta1.67Si5 (at.%, TNZTS) alloys fabricated by high-energy ball milling and
spark plasma sintering. Wear tests were conducted in a simulated physiological solution under
both reciprocating sliding and fretting wear conditions with different loads, frequencies, and stroke
lengths. The microstructures, mechanical properties, and anti-wear properties of the investigated
alloys were characterized. The results showed that the TNZTF and TNZTS alloys had much less
wear volume than the commonly used Ti-6Al-4V (TC4) alloy and commercially pure titanium (CP-Ti).
The TNZTF and TNZTS alloys exhibited much more smooth wear surfaces and shallower wear
scars compared with TC4 and CP-Ti. The investigated alloys exhibited different wear mechanisms
under the reciprocating sliding wear conditions, while they were similar under the fretting wear
conditions. Compared with TC4 and CP-Ti, the fabricated TNZTF and TNZTS alloys showed a
substantially higher wear resistance, owing to their ultrafine-grained microstructure and superior
hardness. Additionally, the addition of Nb and Zr further enhanced the wear resistance by forming a
protective Nb2O5 and ZrO2 oxide film. This work provides guidance for designing new biomedical
titanium alloys with excellent wear resistance.

Keywords: biomaterials; titanium alloys; wear resistance; sliding and fretting; simulated physiological
solution

1. Introduction

Titanium alloys are potential materials for biomedical applications such as joint pros-
theses, owing to low elastic modulus, high specific strength, and excellent biocompatibil-
ity [1–9]. Until recently, commercially pure titanium (CP-Ti) and Ti-6Al-4V (TC4) alloy have
been preferred in biomedical applications such as dental implants, joint replacement parts,
and bone fixation materials. However, interest in these materials has gradually decreased
due to their high elastic modulus and the release of Al and V from TC4 into the human
body [8,10]. To improve the biocompatibility and solve the present problems, β-Ti alloys
have been developed by adding non-toxic elements such as Nb, Zr, Mo, and Ta [1–3,5–8,11].

The disadvantage of β-Ti alloys may be the insufficient wear-resistant properties.
Çomaklı et al. [12] reported that although Ti45Nb alloys possess excellent mechanical and
biocompatibility properties, Ti45Nb exhibits insufficient surface properties for biomedical
applications. Its low tribological performance leads to wear debris, which can result in a
number of health problems such as inflammation, toxicity, and bone loss. Excessive wear of
artificial joints in the body has been a major problem affecting joint replacement life [13,14].
The abrasion of the artificial joint may cause the immune reaction of tissues around the
body and even toxicity, leading to bone absorption and loosening [15].
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To avoid this phenomenon, many techniques have been developed to improve the
wear resistance of implants [16–18]. Surface modification of titanium alloys can be achieved
through conventional and non-conventional technologies, including anodisation [19], laser
cladding technology [20], plasma spraying [21], physical vapor deposition (PVD) and
chemical vapor deposition (CVD) technologies [22], nitriding [23], micro-arc oxidation
(MAO) [24], and high-velocity oxygen fuel spray (HVOF) [25]. However, such surface
treatments sometimes induce some harmful effects on other properties except for wear
resistance [26]. These coatings have been reported to be problematic in attachment to
the base material, increasing wear and chipping [27]. Nanostructured titanium alloy
surfaces have potential to be incorporated on orthopedic implants and confer to the devices
antibacterial and osseointegration properties [28–31]. Moreover, nanostructured titanium
alloy surfaces could improve wear resistance [32,33]. Some of the newly developed β-Ti
alloys still lack enough wear resistance [7,8,16,18,34,35], and the biomedical application
remains somewhat limited [8]. Developing ultrafine-grained and nanostructured titanium
alloys has the benefit of improving wear resistance [32], being necessary for biomedical
applications. A better understanding of the mechanisms involving the friction and wear
of titanium alloys is required to improve tribological properties. Extensive studies have
been made on the wear behaviors of CP-Ti, TC4, Ti-Nb-Ta-Zr, Ti-Nb-Zr, Ti-Zr-Hf-Nb-Fe,
and Ti-Nb-Ga alloys in both dry and wet conditions [13,14,36–40]. Many reports so far
have focused on the tribological behaviors of titanium alloys under reciprocating sliding or
fretting wear conditions [41–45].

Knee and hip joint replacement implants involve a sliding contact between the femoral
component and the tibial or acetabular component immersed in body fluids, thus making
the metallic parts susceptible to friction and abrasion [46]. Micro-motions occur at points of
fixation, leading to debris and ion release by fretting wear. Fretting is defined as the small-
scale oscillatory movement between two contacting surfaces (typically less than 100 µm)
that are typically not intended to move [47]. The metal surfaces of these junctions are sub-
jected to sliding and fretting wear, which may lead to early failure. Therefore, both sliding
and fretting wear conditions are necessary to be considered for biomedical applications [46].

To study the wear behavior of metallic biomaterials, ceramic materials are frequently
selected as the friction pair, such as zirconia [48–52], alumina [39,41,45,46,53], and silicon
nitride [36,38,43]. Zirconia presents the highest toughness among ceramic materials in
addition to high hardness [54]. This type of ceramic materials is selected to limit severe
adhesive wear, which typically occurs during metal–metal contact [34,37,55]. Moreover,
the ceramic materials have higher mechanical properties than the titanium alloys, and
therefore wear is exclusively expected on the metal specimens.

As such, in this work, sliding and fretting wear studies were performed on the newly
developed Ti65Nb23.33Zr5Ta1.67Fe5 (at.%, TNZTF) and Ti65Nb23.33Zr5Ta1.67Si5 (at.%, TNZTS)
in the simulated physiological environment. By using zirconia balls as a counterpart, the
sliding contact of the ball/acetabular cup and fretting contact of the femoral stem/ball
were both simulated. The TNZTF and TNZTS alloys were fabricated by high-energy ball
milling and spark plasma sintering. The anti-wear properties and wear mechanisms of the
fabricated TNZTF and TNZTS alloys were investigated and compared with those of the
TC4 alloy and CP-Ti samples because TC4 and CP-Ti are commonly used as orthopedic
implant materials. Wear tests were performed in Hank’s balanced salt solution at the body
temperature of about 37 ± 1 ◦C under reciprocating sliding and fretting wear conditions
with different loads, frequencies, and stroke lengths.

2. Experimental Methods
2.1. Fabrication and Characteristics of the Bulk TNZTF and TNZTS Alloys

The ultrafine-grained TNZTF and TNZTS alloys were fabricated by spark plasma
sintering and crystallizing metallic glass (MG) powder. Firstly, the TNZTF and TNZTS MG
powders were prepared from respective elemental powders by mechanical alloying. The
detailed synthesis procedures of the MG powders can be seen in our previous work [56,57].
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Under the protection of Ar atmosphere, the as-prepared MG powders were sintered via a
Dr. Sintering SPS-825 system (Sumitomo Coal Mining Co. Ltd., Tokyo, Japan). To obtain
the ultrafine-grained structure, the sintering parameters were set as heating to 1233 K
with a heating rate of 250 K/min, a sintering pressure of 50 MPa, and a holding time of
5 min. The sintered bulk alloys of Φ20 × 12 mm were obtained. As a control, the TC4 and
CP-Ti samples with a diameter of Φ20 mm were provided via the Northwest Institute for
Non-Ferrous Metal Research (Xi’an, China).

Phase constituents of the bulk alloys were characterized utilizing X-ray diffraction
(XRD) (D/Max-2500pc, Rigaku Corporation, Tokyo, Japan) with Cu Kα radiation
(λ = 0.15418 nm). The microstructures of the bulk alloys were observed using a scan-
ning electron microscope (SEM) (Nova NanoSEM430, FEI, Hillsboro, OR, USA). Vickers
hardness was measured via an HVS-1000 micro-hardness testing machine (Wolpert Wilson
Instruments, Norwood, MA, USA) at a load of 2.94 N and holding time of 20 s. Mechanical
properties of the bulk alloys of Φ3 × 6 mm were analyzed by uniaxial compression testing
via an MTS Test Star 810 testing system at a strain rate of 5 × 10−4 s−1. The detailed phase
constituents and mechanical properties of the bulk alloys are listed in Table 1.

Table 1. Mechanical properties of the investigated alloys. TNZTF: Ti65Nb23.33Zr5Ta1.67Fe5; TNZTS:
Ti65Nb23.33Zr5Ta1.67Si5; TC4: Ti-6Al-4V; σ0.2: yield stress; σmax: ultimate stress; εf: fracture strain.

Samples Phase
Constituents

σ0.2
(MPa)

σmax
(MPa)

εf
(%)

Hardness
(HV)

TNZTF β-Ti + FeTi2 2247 ± 5 2872 ± 5 23 ± 1 483 ± 4
TNZTS β-Ti + S2 1347 ± 5 3267 ± 10 58 ± 1 378 ± 3

TC4 β-Ti + α-Ti 1005 ± 3 2350 ± 4 43 ± 1 294 ± 4
CP-Ti α-Ti 402 ± 2 1151 ± 3 73 ± 2 180 ± 3

2.2. Wear Tests

The anti-wear properties were analyzed via wear tests using the ball-on-disc UMT-3
Muti-Specimen Test System (Bruker, Billerica, MA, USA). The specimens of Φ10 × 6 mm
were used as static disks. All wear tests were conducted in Hank’s balanced salt solution
(pH = 7.3) at 37 ± 1 ◦C. The composition of the Hank’s balanced salt solution is listed
in Table 2.

Table 2. The composition of the Hank’s balanced salt solution.

Components (Inorganic Salts) Molecular Weight Concentration (mg/L)

CaCl2 111.0 140
MgCl2·6H2O 203.0 100
MgSO4·7H2O 246.0 100

KCl 75.0 400
KH2PO4 136.0 60
NaHCO3 84.0 350

NaCl 58.0 8000
Na2HPO4 142.0 48
Glucose 180.0 1000

Before the wear tests, the specimens were progressively ground with emery papers
up to 2000 grits and finely polished with diamond paste (0.1 µm) to achieve a surface
roughness of about 0.02 µm. Zirconia balls (Beijing Zhongke Aobo Technology Co., Ltd.,
Beijing, China) of Φ12 mm in diameter were used as the moving counter bodies. The disks
and balls were ultrasonically cleaned in acetone and ethanol for 10 min prior to the wear
test, respectively.

A schematic diagram of the wear test system is shown in Figure 1. Sliding wear tests
were carried out at respective loads of 6.5 N and 8.8 N, frequency of 1 Hz, and stroke
length of 5 mm for 60 min. Under the sliding wear conditions, the initial maximum contact
pressures were about 220 and 300 MPa. These two sliding wear conditions are referred to
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as 6.5 N-1 Hz-5 mm-60 min and 8.8 N-1 Hz-5 mm-60 min, respectively, hereafter. Fretting
wear tests were performed at a load of 10 N, frequency of 5 Hz, and stroke of 100 µm for 60
min. Under the fretting wear condition, the initial maximum contact pressure was about
350 MPa. The fretting wear condition is referred to as 10 N-5 Hz-100 µm-60 min hereafter.
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Figure 1. Schematic diagram of the wear test system.

The samples after the wear tests were rinsed with ethanol before the various data
acquisitions. The morphologies and anti-wear properties of the worn surface were analyzed
using a MicroXAM-3D surface profiler (ADE Corporation, Westwood, MA, USA). The 3D
optical micrographs were observed. The width and depth of wear scars were analyzed via
scanning wear scar tracks. The wear volume was measured. The morphologies of the worn
surface were also analyzed via SEM. The elemental compositions and chemical states of the
worn surface were characterized using X-ray photoelectron spectroscopy (XPS) (Axis Ultra
DLD, Kratos Corporation, Manchester, UK). Al Kα X-ray was performed as the source
(hv = 1486.6 eV) at 15 kV and 10 mA. The pass energies of full-range spectrum scanning
and narrow spectrum scanning were 160 eV and 40 eV, respectively. The vacuum of the
analysis chamber was about 5 × 10−9 torr. The size of the spot was about 700 × 300 µm2.
The C1s of 284.6 eV was used as the standard peak to calibrate the XPS spectra.

3. Results and Discussion
3.1. Phase and Microstructure Characterizations

Figures 2 and 3 show the XRD patterns and SEM microstructures of the bulk samples
before the wear test, respectively. The TNZTF alloy was mainly composed of a body-
centered cubic (bcc) β-Ti matrix and intermetallic face-centered cubic (fcc) FeTi2 phase
(Figures 2a and 3a). The TNZTS alloy contained a hexagonal (Ti, Zr)2Si (S2) region sur-
rounded by the bcc β-Ti matrix (Figures 2b and 3b), which agreed well with the results
in our previous work [56,57]. The TC4 alloy was composed of hexagonal close-packed
(hcp) α-Ti phase and bcc β-Ti phase (Figures 2c and 3c). The CP-Ti consisted of α-Ti phase
(Figures 2d and 3d). Obviously, the TC4 (Figure 3c) and CP-Ti (Figure 3d) samples had a
much larger size of grain or phase region than the TNZTF and TNZTS alloys (Figure 3a,b).
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3.2. Wear Characterization
3.2.1. XPS Analysis

XPS spectra results of the worn surfaces for all the investigated samples were almost
the same under different wear conditions. Taking the 6.5 N-1 Hz-5 mm-60 min wear
condition as a representative, Figures 4–8 present the full range and narrow spectrum
scanning XPS spectra to analyze the chemical composition of the worn surfaces. Table 3
presents the binding energy values and chemical states of the main XPS peaks for the worn
surfaces. The spectrum peaks from alloy constituents were composed of peaks of oxidized
states and metallic states.
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Table 3. Binding energy values and chemical states of XPS results of the worn surfaces.

Samples Ti 2p Nb 3d Zr 3d Ta 4f Fe 2p Si 2p Al 2p V 2p O 1s

TNZTF
458.5 206.9 182.2 25.2 712.0 - - - 530.8
464.3 209.7 184.5 27.6 725.5 -

TNZTS
458.4 206.9 182.1 25.7 - 101.6 - - 530.5
464.2 209.6 184.5 27.4 - -

TC4
458.5 - - - - - 74.1 516.4 530.8
464.3 - - -

CP-Ti
458.5 - - - - - - - 531.2
464.3 -

According to the narrow spectrum scanning XPS spectra (Figures 5–8) of each sample,
the binding energy of the main peaks for each element was obtained. The chemical states of
each element were determined according to the XPS database and literature [38,40,43,58–63].
For TNZTF (Figure 5), Ti 2p spectra were decomposed into two components at 458.5 and
464.3 eV corresponding to Ti4+ oxidation state, which are related to TiO2 [38,40,43,58,63].
The same doublets but with a slight shift were found at the Ti 2p spectra of TNZTS (Figure 6),
TC4 (Figure 7), and CP-Ti (Figure 8). Nb 3d spectra of TNZTF (Figure 5) were formed by two
doublets at 206.9 and 209.7 eV, which corresponded to the oxidation state of Nb5+ [38,43,63].
Nb 3d spectra for TNZTS (Figure 6) also contained two doublets for Ti4+ (206.9 eV, 209.6 eV)
that were related to Nb2O5. Zr 3d spectra presented two doublets at 182.2 and 184.5 eV for
TNZTF (Figure 5), and 182.1 and 184.5 eV for TNZTS (Figure 6), corresponding to the Zr4+

oxidation state [38,43,58]. Ta 4f spectra of TNZTF (Figure 5) revealed three contributions at
22.4 eV, 25.2 eV, and 27.6 eV, corresponding to Ta0 (metallic state), Ta5+ (oxidation state), and
Ta5+, respectively. The same doublets were found at the Ta 4f spectra of TNZTS (Figure 6),
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with a slight shift. For Fe 2p spectra of TNZTF (Figure 5), minor peaks observed at 712.0
and 725.5 eV may be related to Fe3+ [38]. Minor peak observed at 101.6 eV of Si 2p spectra
for TNZTS (Figure 6) may be related to Si4+ [63]. For TC4 (Figure 7), Al 2p spectra were
formed by one doublet at 74.1 eV, which probably corresponded to the Al3+ oxidation
state [43], and V 2p spectra had one doublet at 516.4 eV, probably corresponding to the V5+

oxidation state. O 1s spectra (Figures 5–8) revealed the presence of the O2− signal at 530.8,
530.5, 530.8, and 531.2 eV, associated with the aforementioned metal oxide [38,40,58,63]. As
shown in Figure 4, the little amount of C and N detected was probably from the impurities
of the investigated samples due to environmental contamination [40].

In brief, the worn surfaces of all the samples showed the presence of TiO2. In addition,
the worn surfaces of TNZTF and TNZTS also covered Nb2O5, ZrO2, and a small amount
of Ta2O5 and Ta element. Trace Fe2O3 and SiO2 were also detected for the TNZTF and
TNZTS alloys, respectively. For the TC4, the worn surface also contained Al2O3 and V2O5
in addition to TiO2. The worn surface of the CP Ti mainly included TiO2.

3.2.2. Wear Volume

Figure 9 displays the wear volume of the four materials after wear tests. It is obvious
that the wear volume increased as the load increased from 6.5 to 8.8 N under the sliding
wear conditions. Furthermore, the wear volume in the sliding wear test was larger than
that in the fretting wear test. The variation in the wear volume was TNZTF < TNZTS
< TC4 < CP-Ti under the sliding and fretting wear conditions. This indicates that the
variation of wear resistance was TNZTF > TNZTS> TC4 > CP-Ti. In general, the anti-wear
property was directly in proportion to the hardness of a material [37,39,52,63]. Moreover,
the finer grain size also contributed to the increase in hardness according to the Hall–Petch
equation [52,64,65]. Wood et al. [32] also reported that nanostructured titanium alloy
surfaces experienced considerably lower friction. This probably shows that the higher wear
resistance of the fabricated TNZTF and TNZTS alloys benefitted from their higher hardness
and finer grain size. The result acquired in this work is consistent with that reported by
Pan et al. [52], Zou et al. [64], and Attar et al. [65].
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Significantly, the wear volume of the TNZTF and TNZTS samples was far less than
that of the TC4 and CP-Ti samples. This outstanding anti-wear ability is mainly attributed
to the high hardness of the TNZTF and TNZTS samples. Moreover, hard oxides formed on the
surface and the finer grain size both contributed to the increase in surface hardness. Compared
with TiO2, Nb2O5 is a harder oxide and possesses better lubricating properties [8,36,66].
Thus, whether there is hard Nb2O5 on the surface after wear tests is also one of the main
factors leading to the hardness difference for the four materials. According to the XPS
analysis results, as shown in Figures 4–8, the oxides on the surfaces of TNZTF and TNZTS
alloys were mainly composed of TiO2 and Nb2O5 after the wear tests. Nevertheless, the
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oxides on the surfaces of the TC4 and CP-Ti samples were mainly composed of TiO2.
Furthermore, the fact that the addition of Nb and Zr could enhance wear resistance by
forming a protective Nb2O5 and ZrO2 film on the alloy surface has been proven by other
researchers [36,38,43,58].

3.2.3. 3D Optical Micrographs of Wear Scars

Figure 10 shows a cross-section view of 3D optical micrographs and the depths (H) and
widths (L) of wear scars from the four samples after the sliding wear tests under the 8.8N-
1Hz-5mm-60min condition. Apparently, the grooves were parallel to the sliding wear direc-
tion. This is the main characteristic of the abrasive wear mechanism. The result acquired
here is in accordance with that reported by Diomidis et al. [46]. The widths of the wear scars
were 0.645 ± 0.005, 0.747 ± 0.005, 1.040 ± 0.013, and 1.230 ± 0.015 mm (Figure 10a–d), and
the depths were 4.45 ± 0.04, 8.84 ± 0.05, 30.40 ± 0.15, and 31.80 ± 0.15 µm (Figure 10a–d).
As reported by Rajendhran et al. [67], wear width and depth in terms of scratch are the
possible means to measure the damage assessment. This has been also reported by other
researchers [40,61,68]. The widths and depths of the wear scars for the TNZTF and TNZTS
alloys were much smaller under the same sliding wear condition, indicating their higher
wear resistance than that of the TC4 and CP-Ti samples. This is mainly attributed to the
higher hardness and finer grain size of the fabricated alloys. Moreover, the TNZTS alloy
was characterized by slight adhesion wear, owing to its high plasticity (Figure 10b). As
shown in Figure 10c,d, the appearance of deep and wide grooves for the TC4 and CP-Ti
samples was mainly due to the lower hardness and coarser grain size.
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Figure 11 shows the 3D optical worn surface micrographs of the TC4 sample after
sliding and fretting wear tests. The change of worn surface morphology after the wear tests
can be observed clearly. Under the sliding wear condition (Figure 11a,b), the width and
depth of the wear scar were shallower when the load was 6.5 N (Figure 11a) compared to
that of 8.8 N (Figure 11b). Under the fretting wear condition (Figure 11c), the wear scar in
the central area was more severe than that in the edge area. Moreover, the wear volume
was smaller than that under the sliding wear condition, being consistent with the calculated
wear volume (Figure 9).
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3.2.4. Comparative Analysis of Wear Morphology and Wear Mechanism

Figure 12 shows SEM morphologies of the worn surfaces from different samples after
the wear tests. By comparing all the SEM morphologies (Figure 12a–p), it is interesting
to find out that some black materials in the shape of fish scales can be seen clearly from
the TNZTF alloy (Figure 12a–d) and TNZTS alloy (Figure 12e–h), being the oxide layer
generated during the wear tests. The oxide layer could play a protective role for the matrix
material. However, there was no such obvious phenomenon for the TC4 (Figure 12i–l) and
CP-Ti (Figure 12m–p) samples.

Under the sliding wear condition of 6.5 N-1 Hz-5 mm-60 min (Figure 12b,d,f,h,j,l,n,p),
since the relative motion displacement of the two contact surfaces was much larger than
their contact radius, uniform plastic deformation and grooves along the sliding direction
appeared on the four sample surfaces. Compared with the TNZTF alloy (Figure 12b),
the grooves of the TNZTS alloy (Figure 12f) were not as obvious, which was because the
material that squeezed into the side of the grooves was quickly flattened out, owing to its
relatively lower hardness. Wear debris (Figure 12b,d,f,h) appeared on the surface under
the action of repeated deformation and low cycle fatigue. A few micro-cracks (Figure 12h)
appeared for the TNZTS alloy, which may have been fatigue cracks [26,69]. The slight
scratch (Figure 12b,d,f,h) showed a feature of the abrasive wear mechanism. In addition,
a few peeling pits (Figure 12h) formed on the surface of the local area due to the high
plasticity of the TNZTS alloy, which is characteristic of slight adhesive wear. Nevertheless,
for the TC4 alloy (Figure 12j,l), obvious plastic deformation and grooves along the sliding
direction appeared on the surface (Figure 12j). The metal in the groove moved to both sides
and then both sides were uplifted, which is a typical feature of abrasive wear. Relatively
more micro-cracks (Figure 12l) appeared on the surface, showing characteristics of fatigue
wear. Moreover, peeling pits (Figure 12l) on the surface showed the characteristics of
adhesive wear. For the CP-Ti sample (Figure 12n,p), even if the loading force was relatively
low, a large area of plastic deformation layer peeled off, showing the characteristics of
adhesive wear. Plastic deformation and plows indicated that there were characteristics
of abrasive wear. Micro-cracks (Figure 12p) appeared on the surface, clearly showing a
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feature of fatigue wear. The TNZTF and TNZTS alloys exhibited much more smooth surface
morphology than the TC4 and CP-Ti samples, indicating their higher anti-wear properties.
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Under the sliding wear condition of 8.8 N-1 Hz-5 mm-60 min (Figure 12a,e,i,m), as
the load increased to 8.8 N, the wear degree of the four materials increased significantly
compared with that under the load of 6.5 N (Figure 12b,f,j,n). For the TNZTF and TNZTS
alloys shown in Figure 12a,e, the grooves were deeper, and more wear debris formed
on the surface. Meanwhile, the wear scars appeared as slight scratches, indicating the
characteristic of an abrasive wear mechanism. Moreover, a few micro-cracks (Figure 12e)
appeared for the TNZTS alloy that may be fatigue cracks. For the TC4 alloy (Figure 12i),
deeper grooves made the surface rough. The contact stress exceeded the yield strength of
the material, leading to severe plastic deformation. Part of the transferred metals directly
fell off, and the peeling phenomenon of local material was more serious, indicating that the
adhesive wear was aggravated. Meanwhile, more micro-cracks (Figure 12i) can be seen,
indicating a typical feature of fatigue wear. Silva et al. [40] also reported grooves and micro-
cracks on the TC4 surface after wear. This demonstrates that the wear mechanism of the
TC4 alloy is the joint action of adhesive wear and fatigue wear under this condition. A more
serious peeling phenomenon (Figure 12m) illustrates that the wear mechanism is mainly
adhesive wear for the CP-Ti sample. The TNZTF and TNZTS alloys still exhibited more
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smooth surface morphology than that of the TC4 and CP-Ti samples, indicating their higher
wear resistance. The narrower and shallower grooves of the TNZTF and TNZTS alloys
were mainly attributed to their finer grain size and higher hardness. Remarkably, there was
almost no peeling phenomenon for the TNZTF alloy, owing to its higher hardness.

Under the fretting wear condition of 10 N-5 Hz-100 µm-60 min (Figure 12c,g,k,o), the
relative motion displacement of the two contact surfaces was smaller than their contact
radius. Thus, for the TNZTF alloy (Figure 12c), plastic strain was concentrated in the
local area, and large amounts of wear debris are difficult to excrete. The presence of a few
peeling pits indicated the characteristics of a slight adhesive wear mechanism. Wear scars
appeared as slight scratches, showing the abrasive wear mechanism. As for the TNZTS
alloy (Figure 12g), grooves were concentrated in the local area, indicating the characteristic
of the abrasive wear mechanism. More peeling pits appeared on the surface. Moreover,
the local peeling area was larger and rougher than that of the TNZTF alloy, which was
the joint action of the adhesive wear and peeling wear. For the TC4 alloy (Figure 12k), a
large amount of wear debris and peeling pits appeared on the surface. Along the fretting
wear direction, a large area of delamination occurred in addition to obvious furrows. This
displays characteristics of joint action of abrasive wear mechanism and adhesive wear
mechanism. As for the CP-Ti sample (Figure 12o), a large area of peeling pits and obvious
grooves appeared on the surface, demonstrating that the wear mechanism was a joint
action of severe adhesive wear and abrasive wear. A similar mechanism was described
also by other researchers [38]. In brief, relatively less peeling pits appeared for the TNZTF
and TNZTS alloys, suggesting higher wear resistance than the TC4 and CP-Ti samples. The
four materials all exhibited more rough surface morphology than that under sliding wear
conditions because of the higher load and frequency under fretting wear conditions.

4. Conclusions

In this work, the ultrafine-grained TNZTF and TNZTS alloys fabricated by mechanical
alloying and spark plasma sintering exhibited much better wear resistance compared with
TC4 and CP Ti under the sliding and fretting wear tests in Hank’s balanced salt solution at a
body temperature of about 37 ± 1 ◦C. The excellent wear resistance can mainly be attributed
to the higher hardness and ultrafine-grained microstructure of the fabricated alloys. The
addition of Nb and Zr further improved the wear resistance by forming a protective Nb2O5
and ZrO2 oxide film. The comparatively discussed wear mechanisms further confirm the
reason for the excellent wear resistance. Under the sliding wear tests, the wear mechanisms
of the fabricated TNZTF and TNZTS alloys were mainly characterized by abrasive wear,
while adhesive wear, abrasive wear, and fatigue wear were found for TC4 and CP Ti. Under
the fretting wear tests, all the investigated samples were dominated by different degrees of
adhesive wear mechanism and abrasive wear mechanism, and they exhibited more rough
surface morphologies than those under sliding wear conditions because of the higher load
and frequency. The outstanding anti-wear ability of the fabricated titanium alloys could be
of great significance for biomedical alloy development and implant design.
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13. Odehnal, L.; Ranuša, M.; Vrbka, M.; Křupka, I.; Hartl, M. Tribological behaviour of Ti6Al4V alloy: An application in small joint
implants. Tribol. Lett. 2023, 71, 125. [CrossRef]

14. Ataee, A.; Li, Y.C.; Wen, C. A comparative study on the nanoindentation behavior, wear resistance and in vitro biocompatibility
of SLM manufactured CP–Ti and EBM manufactured Ti64 gyroid scaffolds. Acta Biomater. 2019, 97, 587–596. [CrossRef]

15. Simsek, I.; Ozyurek, D. Investigation of the wear and corrosion behaviors of Ti5Al2.5Fe and Ti6Al4V alloys produced by
mechanical alloying method in simulated body fluid environment. Mat. Sci. Eng. C-Mater. 2019, 94, 357–363. [CrossRef]

16. Ibrahim, M.Z.; Sarhan, A.A.D.; Yusuf, F.; Hamdi, M. Biomedical materials and techniques to improve the tribological, mechanical
and biomedical properties of orthopedic implants—A review article. J. Alloy Compd. 2017, 714, 636–667. [CrossRef]

17. Zhang, L.C.; Chen, L.Y.; Wang, L.Q. Surface modification of titanium and titanium alloys: Technologies, developments, and
future interests. Adv. Eng. Mater. 2020, 22, 1901258. [CrossRef]

18. Liu, R.; Yuan, S.; Lin, N.M.; Zeng, Q.F.; Wang, Z.H.; Wu, Y.C. Application of ultrasonic nanocrystal surface modification (UNSM)
technique for surface strengthening of titanium and titanium alloys: A mini review. J. Mater. Res. Technol. 2021, 11, 351–377.
[CrossRef]

19. Kim, K.; Lee, B.A.; Piao, X.H.; Chung, H.J.; Kim, Y.J. Surface characteristics and bioactivity of an anodised titanium surface. J.
Periodontal Implant Sci. 2013, 43, 198–205. [CrossRef] [PubMed]

20. Kumar, S.; Mandal, A.; Das, A.K. The effect of process parameters and characterization for the laser cladding of cBN based
composite clad over the Ti6Al4V alloy. Mater Chem. Phys. 2022, 288, 126410. [CrossRef]

21. Nikolova, M.; Ormanova, M.; Nikolova, V.; Apostolova, M.D. Electrochemical, tribological and biocompatible performance of
electron beam modified and coated Ti6Al4V alloy. Int. J. Mol. Sci. 2021, 22, 6369. [CrossRef] [PubMed]

22. Sun, F.; Liu, X.L.; Luo, S.Q.; Xiang, D.D.; Ba, D.C.; Lin, Z.; Song, G.Q. Duplex treatment of arc plasma nitriding and PVD TiN
coating applied to dental implant screws. Surf. Coat Technol. 2022, 439, 128449. [CrossRef]

23. Yumusak, G.; Leyland, A.; Matthews, A. A microabrasion wear study of nitrided α-Ti and β-Ti Nb PVD metallic thin films,
pre-deposited onto titanium alloy substrates. Surf. Coat Technol. 2022, 442, 128423. [CrossRef]

24. Kong, W.H.; Villapun, V.M.; Lu, Y.; Carter, L.N.; Kuang, M.; Cox, S.; Attallah, M.M. The influence of thermal oxidation on the
microstructure, fatigue properties, tribological and in vitro behaviour of laser powder bed fusion manufactured Ti-34Nb-13Ta-
5Zr-0.2O alloy. J. Alloy Compd. 2022, 929, 167264. [CrossRef]

https://doi.org/10.1016/j.jmbbm.2020.103867
https://www.ncbi.nlm.nih.gov/pubmed/32957184
https://doi.org/10.1016/j.msec.2020.110728
https://www.ncbi.nlm.nih.gov/pubmed/32204038
https://doi.org/10.1016/j.jallcom.2019.04.079
https://doi.org/10.1016/j.jmrt.2023.01.155
https://doi.org/10.1002/adem.201801215
https://doi.org/10.1016/j.corsci.2021.109609
https://doi.org/10.3390/ma7031709
https://www.ncbi.nlm.nih.gov/pubmed/28788539
https://doi.org/10.1016/j.pmatsci.2008.06.004
https://doi.org/10.1016/j.jmst.2023.11.003
https://doi.org/10.1016/j.mtcomm.2022.103168
https://doi.org/10.1016/j.jallcom.2022.168099
https://doi.org/10.1016/j.ceramint.2020.09.292
https://doi.org/10.1007/s11249-023-01795-4
https://doi.org/10.1016/j.actbio.2019.08.008
https://doi.org/10.1016/j.msec.2018.09.047
https://doi.org/10.1016/j.jallcom.2017.04.231
https://doi.org/10.1002/adem.201901258
https://doi.org/10.1016/j.jmrt.2021.01.013
https://doi.org/10.5051/jpis.2013.43.4.198
https://www.ncbi.nlm.nih.gov/pubmed/24040573
https://doi.org/10.1016/j.matchemphys.2022.126410
https://doi.org/10.3390/ijms22126369
https://www.ncbi.nlm.nih.gov/pubmed/34198700
https://doi.org/10.1016/j.surfcoat.2022.128449
https://doi.org/10.1016/j.surfcoat.2022.128423
https://doi.org/10.1016/j.jallcom.2022.167264


Materials 2024, 17, 787 14 of 15

25. Henao, J.; Mazon, O.S.; Betancur, A.G.; Bedoya, J.H.; Arbelaez, D.E.; Salas, C.P.; Arteaga, C.C.; Castuera, J.C.; Gomez, L.M. Study
of HVOF-sprayed hydroxyapatite/titania graded coatings under in-vitro conditions. J. Mater. Res. Technol. 2020, 9, 14002–14016.
[CrossRef]

26. Chu, J.H.; Tong, L.B.; Jiang, Y.; Li, X.W.; Jiang, Z.H.; Li, Y.H.; Zhang, C.W. In-situ reduction enhanced waterborne graphene-based
biomimetic coating based on a glutaraldehyde covalent bonding fixation strategy. Prog. Org. Coat. 2023, 183, 107800. [CrossRef]

27. Ching, H.A.; Choudhury, D.; Nine, M.J.; Abu Osman, N.A. Effects of surface coating on reducing friction and wear of orthopaedic
implants. Sci. Technol. Adv. Mater. 2014, 15, 014402. [CrossRef] [PubMed]

28. Semenova, I.P.; Modina, Y.M.; Stotskiy, A.G.; Polyakov, A.V.; Pesin, M.V. Fatigue properties of Ti alloys with an ultrafine grained
structure: Challenges and achievements. Metals 2022, 12, 312. [CrossRef]

29. Valiev, R.R.; Selivanov, K.S.; Smyslova, M.K.; Dyblenko, Y.M.; Savina, Y.N.; Valiev, R.Z.; Semenova, I.P. Enhanced erosion
resistance of an ultrafine-grained Ti alloy with a PVD coating. Metals 2022, 12, 818. [CrossRef]

30. Bright, R.; Hayles, A.; Fernandes, D.; Visalakshan, R.M.; Ninan, N.; Palms, D.; Burzava, A.; Barker, D.; Brown, T.; Vasilev, K.
In vitro bactericidal efficacy of nanostructured Ti6Al4V surfaces is bacterial load dependent. ACS Appl. Mater. Interfaces 2021, 13,
38007–38017. [CrossRef]

31. Hayles, A.; Hasan, J.; Bright, R.; Palms, D.; Brown, T.; Barker, D.; Vasilev, K. Hydrothermally etched titanium: A review on a
promising mechano-bactericidal surface for implant applications. Mater. Today Chem. 2021, 22, 100622. [CrossRef]

32. Wood, J.; Hayles, A.; Bright, R.; Palms, D.; Vasilev, K.; Hasan, J. Nanomechanical tribological characterisation of nanostructured
titanium alloy surfaces using AFM: A friction vs velocity study. Colloids Surf. B 2022, 217, 112600. [CrossRef] [PubMed]

33. Yang, T.; Venkatesh, T.A.; Dao, M. Modeling fretting wear resistance and shakedown of metallic materials with graded nanostruc-
tured surfaces. Nanomaterials 2023, 13, 1584. [CrossRef]

34. Lee, Y.S.; Niinomi, M.; Nakai, M.; Narita, K.; Cho, K. Predominant factor determining wear properties of β-type and (α+β)-type
titanium alloys in metal-to-metal contact for biomedical applications. J. Mech. Behav. Biomed. 2015, 41, 208–220. [CrossRef]

35. Hussein, M.; Mohammed, A.S.; Al-Aqeeli, N. Wear characteristics of metallic biomaterials: A review. Materials 2015, 8, 2749–2768.
[CrossRef]

36. Hu, S.W.; Li, T.J.; Su, Z.Q.; Liu, D.X. Research on suitable strength, elastic modulus and abrasion resistance of Ti–Zr–Nb medium
entropy alloys (MEAs) for implant adaptation. Intermetallics 2022, 140, 107401. [CrossRef]

37. Cvijovic´-Alagic´, I.; Cvijovic´, Z.; Mitrovic´, S.; Panic´, V.; Rakin, M. Wear and corrosion behaviour of Ti–13Nb–13Zr and
Ti–6Al–4V alloys in simulated physiological solution. Corros. Sci. 2011, 53, 796–808. [CrossRef]

38. Wang, W.J.; Yang, K.H.; Wang, Q.T.; Dai, P.Q.; Fang, H.; Wu, F.J.; Guo, Q.H.; Liaw, P.K.; Hua, N.B. Novel Ti-Zr-Hf-Nb-Fe refractory
high-entropy alloys for potential biomedical applications. J. Alloy Compd. 2022, 906, 164383. [CrossRef]

39. Alberta, L.A.; Vishnu, J.; Douest, Y.; Perrin, K.; Trunfio-Sfarghiu, A.M.; Courtois, N.; Gebert, A.; Ter-Ovanessian, B.; Calin, M.
Tribocorrosion behavior of β-type Ti-Nb-Ga alloys in a physiological solution. Tribol. Int. 2023, 181, 108325. [CrossRef]

40. Silva, D.; Arcos, C.; Montero, C.; Guerra, C.; Martínez, C.; Li, X.J.; Ringuede, A.; Cassir, M.; Ogle, K.; Guzman, D.; et al. A
tribological and ion released research of Ti-materials for medical devices. Materials 2022, 15, 131. [CrossRef]

41. Hezil, N.; Aissani, L.; Fellah, M.; Samad, M.A.; Obrosov, A.; Timofei, C.; Marchenko, E. Structural, and tribological properties of
nanostructured α + β type titanium alloys for total hip. J. Mater. Res. Technol. 2022, 19, 3568–3578. [CrossRef]

42. El-Sayed Seleman, M.M.; Ataya, S.; Aly, H.A.; Haldar, B.; Alsaleh, N.A.; Ahmed, M.M.Z.; Bakkar, A.; Ibrahim, K.M. Effect of the
Si content on the dry and wet sliding wear behavior of the developed Ti-15Mo-(0-2) Si alloys for biomedical applications. Metals
2023, 13, 1861. [CrossRef]

43. Xu, W.; Lu, X.; Tian, J.J.; Huang, C.; Chen, M.; Yan, Y.; Wang, L.N.; Qu, X.H.; Wen, C. Microstructure, wear resistance, and
corrosion performance of Ti35Zr28Nb alloy fabricated by powder metallurgy for orthopedic applications. J. Mater. Sci. Technol.
2020, 41, 191–198. [CrossRef]

44. Hua, N.B.; Hong, X.S.; Lin, L.Y.; Liao, Z.L.; Zhang, L.; Ye, X.Y.; Wang, Q.T. Mechanical, corrosion, and wear performances of a
biocompatible Ti-based glassy alloy. J. Non-Cryst. Solids 2020, 543, 120116. [CrossRef]

45. Guerra, C.; Walczak, M.; Sancy, M.; Martínez, C.; Aguilar, C.; Kalbarczyk, M. Tribological performance of porous Ti–Nb–Ta–Fe–Mn
alloy in dry condition. Materials 2020, 13, 3284. [CrossRef] [PubMed]

46. Diomidis, N.; Mischler, S.; More, N.S.; Roy, M. Tribo-electrochemical characterization of metallic biomaterials for total joint
replacement. Acta Biomater. 2012, 8, 852–859. [CrossRef] [PubMed]

47. Mace, A.; Gilbert, J.L. Micro-asperity tribocorrosion of CoCrMo, Ti6Al4V, and 316 stainless steel in air and physiological solution:
Small scale reciprocal sliding of a single diamond tip. Wear 2022, 498, 204332. [CrossRef]

48. Figueiredo-Pina, C.G.; Guedes, M.; Sequeira, J.; Pinto, D.; Bernardo, N.; Carneiro, C. On the influence of streptococcus salivarius
on the wear response of dental implants: An in vitro study. J. Biomed. Mater. Res. Part B Appl. Biomater. 2019, 107, 1393–1399.
[CrossRef] [PubMed]

49. Kitagawa, T.; Tanimoto, Y.; Iida, T.; Murakami, H. Effects of material and coefficient of friction on taper joint dental implants. J.
Prosthodont. Res. 2020, 64, 359–367. [CrossRef] [PubMed]

50. Alemanno, F.; Peretti, V.; Tortora, A.; Spriano, S. Tribological behaviour of Ti or Ti Alloy vs. Zirconia in presence of artificial saliva.
Coatings 2020, 10, 851. [CrossRef]

51. Wang, K.; Tong, X.; Lin, J.X.; Wei, A.P.; Li, Y.C.; Dargusch, M.; Wen, C.E. Binary Zn–Ti alloys for orthopedic applications: Corrosion
and degradation behaviors, friction and wear performance, and cytotoxicity. J. Mater. Sci. Technol. 2021, 74, 216–229. [CrossRef]

https://doi.org/10.1016/j.jmrt.2020.10.005
https://doi.org/10.1016/j.porgcoat.2023.107800
https://doi.org/10.1088/1468-6996/15/1/014402
https://www.ncbi.nlm.nih.gov/pubmed/27877638
https://doi.org/10.3390/met12020312
https://doi.org/10.3390/met12050818
https://doi.org/10.1021/acsami.1c06919
https://doi.org/10.1016/j.mtchem.2021.100622
https://doi.org/10.1016/j.colsurfb.2022.112600
https://www.ncbi.nlm.nih.gov/pubmed/35665641
https://doi.org/10.3390/nano13101584
https://doi.org/10.1016/j.jmbbm.2014.10.005
https://doi.org/10.3390/ma8052749
https://doi.org/10.1016/j.intermet.2021.107401
https://doi.org/10.1016/j.corsci.2010.11.014
https://doi.org/10.1016/j.jallcom.2022.164383
https://doi.org/10.1016/j.triboint.2023.108325
https://doi.org/10.3390/ma15010131
https://doi.org/10.1016/j.jmrt.2022.06.042
https://doi.org/10.3390/met13111861
https://doi.org/10.1016/j.jmst.2019.08.041
https://doi.org/10.1016/j.jnoncrysol.2020.120116
https://doi.org/10.3390/ma13153284
https://www.ncbi.nlm.nih.gov/pubmed/32718014
https://doi.org/10.1016/j.actbio.2011.09.034
https://www.ncbi.nlm.nih.gov/pubmed/22005332
https://doi.org/10.1016/j.wear.2022.204332
https://doi.org/10.1002/jbm.b.34231
https://www.ncbi.nlm.nih.gov/pubmed/30267641
https://doi.org/10.1016/j.jpor.2019.10.003
https://www.ncbi.nlm.nih.gov/pubmed/32063535
https://doi.org/10.3390/coatings10090851
https://doi.org/10.1016/j.jmst.2020.10.031


Materials 2024, 17, 787 15 of 15

52. Pan, Y.; Li, W.B.; Lu, X.; Hayat, M.D.; Yin, L.; Song, W.W.; Qu, X.H.; Cao, P. Microstructure and tribological properties of titanium
matrix composites reinforced with in situ synthesized TiC particles. Mater. Charact. 2020, 170, 110633. [CrossRef]

53. Grabarczyk, J.; Gaj, J.; Pazik, B.; Kaczorowski, W.; Januszewicz, B. Tribocorrosion behavior of Ti6Al4V alloy after thermo-chemical
treatment and DLC deposition for biomedical applications. Tribol. Int. 2021, 153, 106560. [CrossRef]

54. Manicone, P.F.; Rossi Iommetti, P.; Raffaelli, L. An overview of zirconia ceramics: Basic properties and clinical applications. J.
Dent. 2007, 35, 819–826. [CrossRef]

55. Stemp, M.; Mischler, S.; Landolt, D. The effect of contact configuration on the tribocorrosion of stainless steel in reciprocating
sliding under potentiostatic control. Corros. Sci. 2003, 45, 625–640. [CrossRef]

56. Li, Y.H.; Yang, C.; Kang, L.M.; Zhao, H.D.; Qu, S.G.; Li, X.Q.; Zhang, W.W.; Li, Y.Y. Non-isothermal and isothermal crystallization
kinetics and their effect on microstructure of sintered and crystallized TiNbZrTaSi bulk alloys. J. Non-Cryst. Solids 2016,
432, 440–452. [CrossRef]

57. Li, Y.H.; Yang, C.; Wang, F.; Zhao, H.D.; Qu, S.G.; Li, X.Q.; Zhang, W.W.; Li, Y.Y. Biomedical TiNbZrTaSi alloys designed by
d-electron alloy design theory. Mater. Des. 2015, 85, 7–13. [CrossRef]

58. Lin, B.Z.; Yang, K.H.; Bao, X.G.; Liu, J.L.; Guo, Q.H.; Zhang, L.; Wang, Q.T.; Hua, N.B. Enhanced wear, corrosion, and corrosive-
wear resistance of the biocompatible Ti-based bulk metallic glass by oxidation treatment. J. Non-Cryst. Solids 2022, 576, 121231.
[CrossRef]

59. Kheradmandfard, M.; Penkov, O.V.; Kashani-Bozorg, S.F.; Lee, J.S.; Kim, C.-L.; Khadem, M.; Cho, S.-W.; Hanzaki, A.Z.; Kim, D.-E.
Exceptional improvement in the wear resistance of biomedical β-type titanium alloy with the use of a biocompatible multilayer
Si/DLC nanocomposite coating. Ceram. Int. 2022, 48, 17376–17384. [CrossRef]

60. Huang, X.; Liu, H.; Wang, Z.N.; Qiao, L.J.; Su, Y.J.; Yan, Y. Effect of surface oxidation on wear and tribocorrosion behavior of
forged and selective laser melting-based TC4 alloys. Tribol. Int. 2022, 174, 107780. [CrossRef]

61. Hatakeyama, M.; Masahashi, N.; Michiyama, Y.; Inoue, H.; Hanada, S. Wear resistance of surface-modified TiNbSn alloy. J. Mater.
Sci. 2021, 56, 14333–14347. [CrossRef]

62. Cui, Y.W.; Chen, L.Y.; Chu, Y.H.; Zhang, L.A.; Li, R.F.; Lu, S.; Wang, L.Q.; Zhang, L.C. Metastable pitting corrosion behavior and
characteristics of passive film of laser powder bed fusion produced Ti–6Al–4V in NaCl solutions with different concentrations.
Corros. Sci. 2023, 215, 111017. [CrossRef]

63. Gabor, R.; Cvrcek, L.; Masek, K.; Hlinka, J.; Motyka, O.; Walter, J.; Martynková, G.S.; Mikesková, G.; Seidlerová, J. Tribological and
corrosion properties of β-TiNb alloy modified by plasma electrolytic oxidation: Evaluation of the synergistic effect of composition
and processing time through statistical evaluation. Int. J. Refract. Hard Meter. 2024, 118, 106502. [CrossRef]

64. Zou, L.M.; Zhou, L.J.; Yang, C.; Qu, S.Q.; Li, Y.Y. Unusual dry sliding tribological behavior of biomedical ultrafine-grained
TiNbZrTaFe composites fabricated by powder metallurgy. J. Mater. Res. 2014, 29, 902–909. [CrossRef]

65. Attar, H.; Prashanth, K.G.; Chaubey, A.K.; Calin, M.; Zhang, L.C.; Scudino, S.; Eckert, J. Comparison of wear properties of
commercially pure titanium prepared by selective laser melting and casting processes. Mater. Lett. 2015, 142, 38–41. [CrossRef]

66. Orozco-Hernández, G.; Durán, P.G.; Aperador, W. Tribocorrosion evaluation of Nb2O5, TiO2, and Nb2O5 + TiO2 coatings for
medical applications. Lubricants 2021, 9, 49. [CrossRef]

67. Rajendhran, N.; De Baets, P.; Huang, S.G.; Vleugels, J.; Sukumaran, J. Single-point scratch testing for understanding particle
engagement in abrasion of multiphase materials. Wear 2021, 476, 203689. [CrossRef]

68. Zhang, P.; Cai, Z.; Yang, W.; Chen, J.; Luo, S.; Zeng, L. Comparative study on the generation and characteristics of debris induced
by fretting and sliding. Materials 2022, 15, 4132. [CrossRef] [PubMed]

69. Li, X.W.; Liang, J.S.; Shi, T.; Yang, D.N.; Chen, X.C.; Zhang, C.W.; Liu, Z.H.; Liu, D.Z.; Zhang, Q.X. Tribological behaviors
of vacuum hot-pressed ceramic composites with enhanced cyclic oxidation and corrosion resistance. Ceram. Int. 2020, 46,
12911–12920. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1016/j.matchar.2020.110633
https://doi.org/10.1016/j.triboint.2020.106560
https://doi.org/10.1016/j.jdent.2007.07.008
https://doi.org/10.1016/S0010-938X(02)00136-1
https://doi.org/10.1016/j.jnoncrysol.2015.11.005
https://doi.org/10.1016/j.matdes.2015.06.176
https://doi.org/10.1016/j.jnoncrysol.2021.121231
https://doi.org/10.1016/j.ceramint.2022.03.002
https://doi.org/10.1016/j.triboint.2022.107780
https://doi.org/10.1007/s10853-021-06213-5
https://doi.org/10.1016/j.corsci.2023.111017
https://doi.org/10.1016/j.ijrmhm.2023.106502
https://doi.org/10.1557/jmr.2014.58
https://doi.org/10.1016/j.matlet.2014.11.156
https://doi.org/10.3390/lubricants9050049
https://doi.org/10.1016/j.wear.2021.203689
https://doi.org/10.3390/ma15124132
https://www.ncbi.nlm.nih.gov/pubmed/35744202
https://doi.org/10.1016/j.ceramint.2020.02.057

	Introduction 
	Experimental Methods 
	Fabrication and Characteristics of the Bulk TNZTF and TNZTS Alloys 
	Wear Tests 

	Results and Discussion 
	Phase and Microstructure Characterizations 
	Wear Characterization 
	XPS Analysis 
	Wear Volume 
	3D Optical Micrographs of Wear Scars 
	Comparative Analysis of Wear Morphology and Wear Mechanism 


	Conclusions 
	References

