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ARTICLE INFO ABSTRACT

Article history: Titanium (Ti)-based alloys with only a B-phase have attracted academic and industrial interest for ortho-
Received 15 September 2023 pedic application, due to their close properties to those of tissues. The current study aims to investigate
Received in revised form 27 November 2023 the effect of milling time (2 h, 6 h, 12 h and 18 h) on the nanostructured ternary alloy Ti-25Nb-25Zr pre-
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Available online 21 December 2023 pared by high energy milling, on its structural, physical and tribological behaviors. The alloys’ character-

istics such as relative density/porosity, surface roughness, were evaluated using XRD, SEM, surface
profilometry, and microdurometer, respectively. The tribological characterization was done using an
oscillating tribometer under wet conditions, simulating the human body environment. Results showed
that the crystallite and mean pore size reduced with increasing milling time, with the smallest values
of 26 nm and 40 pm, respectively after 18 h. Structural characterization shows that the amount of the

Keywords:

Ti-25Nb-25Zr alloy
Biomaterials alloys
Total hip prosthesis

Milling time B-Ti phase increased with increasing milling time, resulting in spherical morphology and texturing of
Tribology the synthesized alloys. The milled alloys’ structural evolution and morphological changes were sensitive
Wear to their milling times. Also, the relative density, Young’s modulus and hardness, increased due to grain
Nanomaterial size decreased with increasing milling time. Tribological results showed that the effect of milling has a
Nanocomposites significant effect on both nanomaterial formation and friction-wear behavior of the alloys. The results

showed that, friction coefficient and wear rate significantly decreased due to the increased formation

of protective films such as TiO,, Nb,Os and ZrO, phases. The wear mechanism of the Ti-25Zr-25Nb system

was dominated by abrasion wear accompanied by adhesion wear.

© 2023 The Society of Powder Technology Japan. Published by Elsevier B.V. and The Society of Powder
Technology, Japan. This is an open access article under the CC BY license (http://creativecommons.org/

licenses/by/4.0/).

1. Introduction after iron, aluminum and magnesium [1]. It has many industrial
applications and is widely used in the biomedical field. It is a mate-

Ti is the 9th most element on Earth (0.44-0.6 % of the earth’s rial of choice for implantology, because of its excellent biocompat-

crust, according to estimates) and ranks 4th in the list of metals ibility and its mechanical properties. That's why it constitutes a
major part of an implant [2].
By mixing titanium with other elements, different crystalline
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phases alloy, initially developed for the aeronautical sector is the
most widely used.

The main elements that can be added to titanium are classified
into two categories: beta and alphagenic elements. The beta ele-
ments decrease the transus while the alpha elements increase it
[4]. Given the important and positive role of some elements, their
presence affects mechanical and tribological properties, either
through solid solutions of substitution or insertion, or by modify-
ing morphology [5]. Alphagenic elements (H, C, B, and N) are
non-metallic elements found only in insertion, due to their smaller
size compared to metallic elements. Betagenic elements are found
only in substitution [6]. For example, molybdenum (Mo) improves
strength, ductility and creep at medium temperatures. It also
increases resistance to oxidation [7]. The addition of vanadium
(V) improves ductility, thereby helping to make the material more
flexible [8]. However, alternatively, the presence of vanadium
decreases the oxidation resistance of the material. Chromium
(Cr) plays a similar role to that of molybdenum by improving
strength but decreasing ductility [9,10].

Furthermore,Zr improves the strength-ductility-creep compro-
mise at medium temperature (it reduces the temperature of tran-
sus making it feasible to work at lower temperatures), it increases
the hot cracking resistance and reduces the tendency of the alloy to
stick or weld to the walls of the mold [11]. However, an increase in
the milling time is normally accompanied by a reduction in ductil-
ity, while silicon (Si) improves creep resistance due to precipitation
[12]. All these additional elements can be added to titanium, in lar-
ger quantities, to produce a titanium alloy whose properties are
optimized to suit the desired application (implantology, aerospace,
armaments, aeronautics...) [13].

The most promising alloys include Ti-13Nb-13Zr and Ti-12Mo-
6Zr-2Fe, which have been authorized by the FDA [14,15]. Titanium
(Ti)-based alloys with only a B-phase have attracted academic and
industrial interest for orthopedic application, due to their close
properties to those of tissues. Other research have also shown that
the elastic modulus of milled Ti-Nb-Zr alloys attained ~55 GPa,
which is comparable to the bone young’s modulus as reported in
the literature [16,17]. The Ti-35Zr-28Nb alloy was composed of a
single B-phase [16,17].

Moreover, a lower wear volume and COF with high wear resis-
tance are important for biomaterials to reduce the release of metal-
lic ions and the formation of wear debris, which can trigger
undesirable body reactions [18]. Some researchers indicated that
the wear behavior of the Ti-Zr-Nb is better than that of the pure
Ti [15]. Thanks to their excellent biocompatibility and corrosion
resistance, Ti-Zr-Nb alloys also have the ability to osseointegrate,
i.e. fuse stably with surrounding bone tissues. This promotes heal-
ing and bone growth around the implant, providing strong and
long-lasting fixation. This osseointegration capability is particu-
larly important in orthopedic and dental applications, where
strong integration between implant and bone is essential to ensure
long-term stability and functionality [19].

During the ball milling process, some alloy elements such as Nb,
Zr and Mg underwent softening. This softening caused a phase
transformation in the Ti crystal structure, leading to the formation
of the Ti-B phase. [15]. Furthermore, most of the previous studies
do not take into account the milling time effect on the different
behavior of mechanically alloyed Ti-25Nb-25Zr alloys. Zr, Nb and
Ti, are biocompatible, non-allergenic and non-toxic metals, and
the addition of Zr and Nb to Ti favors the mechanical biocompati-
bility between the bone and the alloy [20,21]. Hence, the aim of
this paper is to investigate for the first time, the effect of milling
time and elemental content on the microstructural evolution, tri-
bological and mechanical behaviors of Ti-25Nb-25Zr alloy.
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2. Materials and methods
2.1. Samples preparation

2.1.1. Materials and synthesis

The materials used were all of analytical purity. For the fabrica-
tion of the nanomaterials, titanium (Ti) was supplied by Allegheny
Technologies Incorporated (ATI) in Pittsburgh, Pennsylvania, USA,
while zirconium (Zr) and niobium (Nb) were supplied by H.C.
Starck (Global Advanced Metals, USA). Fig. 1 shows the typical
shape of the elemental powders, which had a particle size of
20 pm. Mechanical alloying was carried out in a steel tank utilizing
a planetary ball mill (Pulverisette, Fritsch P7), under Ar gas as
shielding gas to reduce the particle size of the initial powders in
the range of 10 to 100 pm. The milling was done in dry medium
at a flask speed of 450 rpm. The pure powders in the Ti-25Nb-
25Zr weight composition were milled for different periods of 2,
6, 12, and 18 h respectively with a balls-to-powder ratio (BPR) of
15:1.

A mandatory 10 min break, after 20 min of milling was given in
order to avoid high temperatures inside the vials during milling
[22]. After milling the Ti, Nb and Zr elemental powders, their struc-
tural and microstructural properties were investigated using sev-
eral methods such as XRD and SEM with EDS.

The Ti-Nb-Zr system with 25 (wt.%) of both Zr and Nb elements
leads to the formation of Ti-25Nb-25Zr alloy with a structure that
contains only B phase according to the ternary diagram of Ti-Nb-Zr

@ Ti-25Nb-25Zr
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Fig. 1. SEM image of starting powders of: a) Ti, b) Nb, c) Zr. d) Ternary diagram of
the Ti-25Nb-25Zr system obtained at 1150 °C [43].
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system (Fig-1.d). Generally, all biomaterials’ alloys containing Zr,
Nb and Ti displayed a “near” B-phase. On the other hand, for Ti-
27Nb-13Zr, an increase in milling time exhibited an increase in
the o” phase [23,24].

There is more B-Ti e than o-Ti phas in alloys prepared with
powder milled for 2 h and 6 h. An increase in milling time to
12 h resulted in an equiaxed structure with o colonies and o-
plates in the B matrix, and all the niobium was in solution. Follow-
ing the formation of Ti alloy nanoparticles, densification tech-
niques were applied, followed by sintering to improve
mechanical and tribological properties: cold uniaxial compaction
under a fixed pressure of 300 MPa using a hydraulic press, then
HIPed and sintering at 3 x 10 mbar for 3 h at a of 1250 °C
[22]. The properties of as-received starting powders are shown in
Table 1.

Fig. 2 shows the sintering cycle of the pellets.

2.2. Materials characterization

Fig. 3 illustrates the framework of this research and the exper-
imental procedure used in this work along with the characteriza-
tion techniques used to interpret the data.

2.2.1. Structural characterization

Phase identification was performed by XRD, with CuKao radia-
tion (A = 1.5407 A) operated in a 26 range of 10°-90° at a speed
of 2° /min. Analysis by scanning electron microscopy (QUANTA
250, FET.), associated with microanalysis by dispersive energy of
X-rays (SEM-EDX) was carried out to determine the microstruc-
ture, the chemical composition and the morphology of the milled
powders.

The nanocrystallite size was estimated by measuring the peak
broadening at the point where the diffraction intensity reached
half of its maximum value (FWHM) on the most intense peak
(26 = 40° on the face (101)) and then applying Scherer’s equation
[25].

KA
= oo (1)
pcosé
From the XRD models, the lattice parameters, were estimated using
the following equations:

¢ In the case of a cubic structure, the lattice parameter is linked to
the Miller indices and to the inter-reticular distance by the
equation (2):

Table 1

Properties of as-received powders [22].
Characteristic Ti Nb Zr
Purity >99.9 %
Particle size(wt.%) <100 pm
o(wt.%) 0.057 0315 0213
Fe(wt.%) 0.0054 0.00033 0.0003
N(wt.%) 0.0015 0.0015 0.00331
H(wt.%) 0.006 0.00024 0.00089
C(wt.%) 0.03 0.0075 0.002
Phase at STP Solid
Atomic radius (nm) 0.147 0.143 0.160
Crystal system (hep) (bcc) (hcp)
Melting temperature (°C) 1674 2478 1854
Morphology The particles are irregular in shape
Density (g/cm?) 4.5 8.57 o-phase 6.50

B-phase 6.05

Balance 25.1 24.8
Chemical process

Composition (Wt.%)
Fabrication process
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a
dhy = ——— (2)
(0 1+ )

e In the case of a compact hexagonal structure, the lattice param-
eter is related to the Miller indices and to the inter-reticular dis-
tance by the equation (3):

av3 1
2 \/((h2+k2+h.k+g-§-lz>

3)

dhkl =

2.2.2. Mechanical characterization

In order to assess the mechanical properties, the samples were
subjected to hardness measurements. These tests were conducted
using a Vickers diamond indenter (Zwick ZHV0.05) with a load of
50 mN and a dwell time of 10 s. The Vickers hardness values
reported are the mean of a minimum of three measurements taken
for each alloy composition.

2.2.3. Tribological characterization

Tribological characteristics were assessed under wet conditions
using a PBS solution, the composition of which is given in Table 2,
using a multifunctional friction and wear tester. The specimens
used for the friction and wear tests had a surface area of
10 mm X 5 mm and were slid against a 6 mm (Fig. 4) diameter alu-
mina (Al,03) ball. The testing time was 30 min, using varying nor-
mal loads (2-20 N), with a sliding distance of 1000 m and a
velocity of 15 mm/s. Trace length was 5 mm. (i.e. 10 mm round
trip). The reciprocating frequency was 5 Hz and 10 Hz.

During wear tests, coefficient of friction (COF) was determined
by dividing frictional force (F) by normal force (F,) [26].

Fy

COF = F, (4)

The loss of material was evaluated by measuring the decrease in
volume from the dimensions of the wear mark, using an optical
profiler. Each test was repeated four times to ensure the results
accurateness. The surfaces of the counter body were polished to
obtain a smooth and uniform texture. Particular attention has been
paid to controlling and treating the wear track region before and
after each experiment, to ensure reproducibility of results between
tests.

The equation used to calculate the wear rates of all specimens
was as follows:

1%

W, = PL (5)
The wear rate W, is calculated based on the wear volume (V) in
mm?>, the applied load (P) in N and the total sliding distance (L).
The surface profiles were investigated using a 3D profilometer (Alti
Surf 500).

3. Results and discussion
3.1. Structural characterization

3.1.1. Powders morphology

Fig. 5 represents the morphology of Ti-25Nb-25Zr powder after
mechanical alloying. The particle size initially increased and then
decreased, which corresponds to the general characteristics of
the mechanical alloying process [27].

The particle size scattering and the agglomerate structure visi-
ble in the microphotographs confirm the fracturing and the contin-
uous cold welding of starting powders. The majority of rounded
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agglomerated particles are between 10 and 100 pm in size [28].
The milled powder was observed to be composed of several

Table 2 nanoparticles, due to the repeated collisions of the balls and extru-

Chemical composition of PBS solution [25]. sion, resulting in the metal powder being continuously plasticized,
Compounds NacCl Kcl Na,HPO, K;HPO, hardened, cold-welded, and broken [27].

Table 3 shows the EDS analysis of Ti-25Nb-25Zr for 2 and 18 h

Concentration (M) 0.14 0.0028 0.008 0.002 of milling time. After 2 h of milling, no presence of contamination

elements is detected, only the alloy composition is observed (Ti,
Nb, and Zr). But for alloys milled during 18 h, the EDS analysis
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Fn=2,10and 20 N

Sliding Direction

Fig. 4. Schema of Tribotester (TRIBOtechnic type ball-on-disc).

revealed the presence of Si and O from alumina balls, vials and
atmosphere. The EDS analysis showed an increase in contaminants
at a higher time of milling. Previous research has shown that, due
to the impact of grinding bodies, powder may be contaminated
with the container material because the material can break off
and become incorporated into the powder; leading to the chemical
composition change of the powder [29,30].
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3.1.2. XRD analysis

As revealed in Fig. 6, the peak intensity reduced and became
broadened as increasing the milling time from 2 to 18 h. The
diffraction peak of the initial Ti-25Nb-25Zr powder can be indexed
to Ti, Zr and Nb, and the characteristic (hkl) lines of these elements
are only visible after 15 min of milling [20,17,31,32]. There were
visible peaks after 2 h of milling and a mixture of the elements
was formed during the first stage of mechanical alloying. The
intensity of the Zr and Nb peaks decreased over time. Peaks from
Nb were close to B-Ti, and the intensity appeared to decrease
slowly [10].

Though, the diffraction peaks of Ti-25Nb-25Zr powder are sig-
nificantly enlargement and even misplaced after 18 h of milling
(Fig. 6), indicating the formation of metastable B-phase by
mechanical alloying. A similar tendency has also been observed
from XRD analysis for the Ti-Zr-Nb-Mo systems [17,20,33,34].

3.1.3. Lattice parameters

To determine the microstrain, we used the Williamson-Hall
equation, which relates the width at half maximum of the diffrac-
tion peaks to the microstrain. (Fig. 7).

Fig. 8 illustrated the variation of mean lattice parameters, crys-
tallite size and microstrain of Ti-25Nb-25Zr alloy as function of
milling times.

Fig. 8a illustrates the evolution of mean crystallite size of Ti-
25Nb-25Zr. As can be seen for milling time from 2 to 12 h, the mean
crystallite size revealed a decrease from 53 to 26 nm. For samples

Fig. 5. SEM micrograph of Ti-25Nb-25Zr powder milled for: a) - 2 h, b)-6h; c)-12 h and d)-18 h.

5
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Table 3
EDS analysis of Ti-25Nb-25Zr milled powders.
Milling time (h) Ti(wt.%)) Nb(wt.%) Zr(wt.%) o(wt.%) Si(wt.%)
2h 47.5 27 24 1 0.5
6h 44.0 26 28 2 0.03
12 h 46.7 26 24 3 0.3
18 h 44.8 25 26 4 0.2
PN |
S
=l = > S
- s § 2
@ a

Intensity (arb. units)

18 h

12 h

$

6h

2h

20

60

Intensity (arb. units)

|
/ \ - 18h
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| 6h

37 38 39 40 41 42 43

20 (deg)

Fig. 6. XRD patterns of Ti-25Nb-25Zr alloy after mechanical alloying during diverse milling time.

milled at 12 h and 18 h, the crystallite size decreases with milling
time. This crystallite size decrease is primarily due to severe powder
deformation [35]. With ongoing deformation, the particles harden,
and fracture happened through a fatigue mechanism [36-38].

The structure of the particles is continuously refined due to the
continuous action of the grinding bodies, but the particle size
remains constant. As a result the interlamellar distances reduce
and the number of lamellar structures in each nanoparticle increases
[37-39]. Even though that large particles are typically smaller in
size. The interlamellar distance decreases over time, and the size
of the crystallites (or grains) is refined to nanometric dimensions
[39,40]. Another explanation is that higher defect densities increase
the possibility of nucleation sites during crystallization [40].

The changes in the obtained microstrain {€} are also recorded in
Fig. 8a. A significant increase in microstrain can be observed up to a
value of 0.94 % with increasing milling time. This could be due to a
high density of dislocation and a high concentration of stacking
defects [40]. The powders are almost amorphous after 48 h of
mechanical alloying. This has also been previously shown in [25].
Also, as previously confirmed, an increase in microstrain is associ-

ated to a decrease in the size of crystallite, which is consistent with
the current study [40,41].

The Fig. 8.b displayed the evolution of Ti-25Nb-25Zr lattice
parameters < a> (A). The aj lattice parameter increases from
3.153 to 3.212 A as milling time increases. The Ti-25Nb-25Zr
alloy with a milling time of 18 h has the highest lattice parameter
due to the plastic deformation of powder particles resulting in a
variety of defects including dislocations, stacking faults, and
vacancies.

The presence of several atoms with different atomic sizes (Ti:
rrj = 0.1472 nm, Zr: rz = 0.1603 nm and Nb: ry, = 0.1434 nm)
[20] creates tensions and deformations in the crystal lattice, dis-
rupting its regular structure. These disturbances can cause distor-
tions which are amplified by atomic interactions. Additionally,
these distortions can also affect the lattice of the Ti-Nb-Zr alloy,
thereby leading to an increase in the lattice parameters.
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3.2. Physical and mechanical characterization

3.2.1. Porosity measurement

Fig. 9 represents the evolution of the porosity frequency of Ti-
25Nb-25Zr. The variation is in the frequency of pore size ranges
from 10 to 100 um. Pore size was reduced to less than 100 pm
due to the cold-welding process over particle fracture. This is due
to particles sizes, which were smaller and more uniform in size
than the starting powders [14].

During the first milling stage from 2 to 6 h, 73 % of the pores
have a size of more than 70 pm. For ternary samples milled from
12 to 18 h, it was observed that samples had from 10 to 7 % of pores
with a size higher than 70 pm, [41].

Fig. 10a indicates that mean pore size of Ti-25Nb-25Zr
decreased with increasing milling time (2-18 h) from 66 pum to
40 pm respectively. This is due to the grain size refinement during
the mechanical alloying process. However, for even longer grinding
times, larger pores are observed due to pore agglomeration [41],
and they are in agreement with a previous research [42].

The porosity level in nanomaterials is highly dependent on the
processing technique used for mechanically alloyed specimens.
The pore size can be smaller than or equal to the grain size even
after agglomeration. Porosity and mean pore size have an impor-
tant impact on the mechanical properties of nanomaterials [43].
As shown in Fig. 10.b, the relative porosity of sintered samples
decreases from 22 to 13 % with increasing milling time. Conversely,
the relative density (%) of the Ti-25Nb-25Zr alloys increased with
the increased milling time. The sample milled at 18 h had the high-
est sintered density of 87 % and a relative porosity of 13 %.

These results are explained by a decrease in pore size due to the
predominance of particle fracture in the cold welding process [39],
an increase in closed porosity, and a decrease in open porosity [44].
In addition, the particles were smaller and more uniform in size
than the starting powders. The Ti-35Zr-28Nb alloy is almost com-
pletely dense, they displayed uniform microstructures of a single
phase, and high relative density can be obtained by sintering [16].

3.2.2. Hardness and Young’s modulus analysis

The Vickers hardness HV( 5 and the Young’s modulus E of Ti-
25Nb-25Zr samples after 2 to 18 h milling are shown in Fig. 11a.
The highest value of 350 HVgyos and the lowest value of 208
HV, 05 were obtained after 18 h and 2 h of milling time, respec-
tively [18].

The young’s modulus of the ternary alloys increased from 92
GPa to 107 GPa with increasing milling times similarly to hardness
[42].

The mechanical properties are highly influenced by the pore
size and distribution. Furthermore, chemical composition and
grain size are the main factors that can affect the mechanical prop-
erties of alloys (hardness and Young modulus) [15,45].

Fig. 11b represents H*/E? and HJE ratios of Ti-25Nb-25Zr alloys
as a function of milling time. It is observed that H/E values increase
from 0.022 at 2 h of milling to 0.034 at 12 h of milling, and then
decrease to 0.032 at 18 h of milling time. This change shows that
with the increase in milling time, the wear resistance of the alloy
increases first and then decreases. In fact, the Ti-25Nb-25Zr alloy
milled for 12 h has the highest H/E value (0.034), indicating that
the alloy is resistant to wear [46,47].
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One other inducator (H3/E?) implies plastic deformation resis-
tance; the higher the value of H3/E2, the greater the resistance to
plastic deformation [46-48]. Because wear is the progressive loss
of material resulting from plastic deformation, this H*/E? indicator
could reveal a material’s anti-wear ability [23,49-51]. Indeed, the
high value of H3/E? indicates a long service life [46-49]. The evolu-
tion of H3/E2 values is the same as for H/E values. The H3/E2 values
increase from 0.0010 GPa to 0.0039 GPa from 2 h to 12 h of milling
time respectively and then decrease to 0.0035 GPa at 18 h of
milling time. Therefore, the Ti-25Nb-25Zr (milled at 12 h) with
the highest H3/E2 value indicates the improved of its wear
behaviour.

In addition, the H/E and the H3/E? values of Ti-Nb-Zr alloys
milled at 6 h, 12 h and 18 are close to those of Ti- alloys and are
higher to Cp-Ti alloys (0.024 and 0.0014GPa respectively) [46,48].

3.2.3. Surface roughness analysis

A decrease in roughness Ra (Fig. 12) is noted as a function of
milling time. For 2 h milling Ra is equal to 9.1 nm and at 6 h is
equal to 8.0 nm, for 12 h equal to 7.6 and 7.10 nm for 18 h milling.
It is well-known that the surface roughness of a material increases
with the coefficient of friction during mechanical machining. This
is expected since, in the case of a dry contact between metallic sur-
faces, the friction mechanism is based on plasticity. Consequently,
a smaller real contact area and higher local pressures at asperity
contacts are the consequences of greater roughness. This leads to
a lower friction coefficient due to the decrease in the ability of
these micro-contacts to bear the extra tangential load before slid-
ing occurs. Moreover, the roughness of the material ensures better
grip [50]. The results show that the roughness decreased as milling
time increasing, up to a value of 7 nm at milling times of 18 h.
According to the literature, this can increase the number of cells
adhering to the substrate as well as the activity of cell [51].
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3.3. Tribological characterization

3.3.1. Friction and wear behavior

Fig. 13 illustrates the evolution of the average coefficient of fric-
tion of Ti25-Nb25-Zr alloys with milling times varying from 2 to
18 h at sliding speeds of 15 mm.s~ .

The COF reduced from 0.502 to 0.32 with milling. As can be
seen, the alloys milled at 18 h revealed lower friction coefficients
compared to that milled at 2 and 6 h [52]. This is due to the oxida-
tion activity of B-Ti alloy. The porosity causes several points of con-
tact during the friction test. In addition, the alumina Al,03-o ball
can fragment the asperities, increasing the wear rate and friction
coefficient [17].

The wear volume and rate evolution of Ti-25Nb-25Zr alloy are
given in Fig. 14. The wear volume and wear rate tend to decrease
with increasing milling time. The wear volume and wear rate of
samples milled for 18 h achieve the lowest values of
9.87x107um> and 28x103um3.N-l.um™!, respectively. Further-
more, with an increase in applied load when the milling time is
constant, the wear volume and rate of Ti-25Nb-25Zr specimens
increase.

At 18 h of milling the wear volume and the wear rate varies in
the range of (9.87x10”um?20.5x10’um?) and (27.67x103pm?>.
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N~Lum™!, 31.33x103pum3N-L.um~1) for 2 N and 10 N, respec-
tively, while at 20 N we have (33.33x10” um?) and (41.65 x 107>
um>.N~1.um™1), which indicates that the wear increased.

At 18 h the alloys displayed better tribological behaviour, this
improved behaviour results in improved mechanical properties.
The wear rate results could also be explained by strengthening
mechanisms, resulting in a relatively higher rate of wear compared
to other milling times of 12 and 18 h. In conclusion, biomaterials
benefit from lower wear volume because it decreases the amount
of metal ions released, which can cause unwanted body reactions.
[53] This behaviour is influenced not only by milling time but also
by their chemical composition [54].

Wear performances enhanced after 18 h milling, with a 31 %
decrease in wear volume and a 19.5 % decrease in friction coeffi-
cient. The XRD analysis reveals that the presence of solely B phase
in Ti-25Nb-25Zr samples has a marginal effect on reducing the
wear rate due to the low hardness of these samples.

As previously mentioned, the COF and wear rates decrease as
the milling times and the normal applied load increase (Figs. 13
and 14). This is caused by the improved compaction of the transfer
layer that stems from increased frictional heat. Additionally, the
coverage of the transfer layer increases, leading to a reduction in
friction and wear rate, as previously explained [52].

3.3.2. Wear scars morphology

When a surface is subjected to applied load, various deforma-
tion mechanisms can occur depending on the magnitude of stress
applied. If the stresses exceed the elastic limit of one of the two
contacting materials, deformation will lead to either plasticity
(ductile material) or fracture (brittle material) after a few loading
cycles (elasto-plastic behavior). The evaluation of the morphology
and wear marks on the milled samples and the ball enables the
identification of wear mechanisms that occur during the friction
of a given contact couple.

The obtained SEM micrographs highlight the surface degrada-
tion mechanisms of the samples milled at various milling times.
The observations made on tracks reveal signs of both abrasive

) l()()lm

Fig. 15. SEM micrographs of wear scars morphology of the milled Ti-25Nb-25Zr alloy samples: a) — 2 h,b) — 6 h,c) - 12 and d) - 18 h.
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Table 4

EDS analysis of wear scars morphology of Ti-25Nb-25Zr milled powders at different times tested at 20 N.
Milling time (h) Ti(wt.%)) Nb(wt.%) Zr(wt.%) Oo(wt.%) Al(wt.%)
2h 27.5 30.6 384 2.3 1.5
6h 41.6 29.3 20.7 6.4 2.05
12h 322 27.8 31.2 6.5 2.3
18 h 29.1 38.6 244 4.7 32

and adhesive wear mechanisms, resulting in the presence of
streaks and scratches aligned with the sliding path of the Al,03
ball. These phenomena are clearly visible on worn surfaces.
According to the SEM images (Fig. 15), it is apparent that there is
an increase in wear debris, possibly caused by the removal of small
roughness through plastic deformation or shear.

Delamination causes chips to be eliminated from the contact
surface, while an adequate quantity of worn material is also
removed (Fig. 15. a and b). These chips may be deposited on the alu-
mina surface or spread across the alloy surface due to an adhesive
mechanism. For the samples milled for 12 h (Fig. 14c), the streaks
become deeper which could impact the tearing of the particles.
These particles are generated by the rupture of asperities on the
material surfaces. This normally occurs in tillage put on [41,53,54].

For the sample milled at 18 h (Fig. 15.d), scratches parallel to
the path of friction were observed on the worn surfaces, indicating
abrasive wear. It can be seen also signs of delamination by detach-
ment similar to adhesive wear. These mechanisms are considered
fundamental to the studied contact (Ti-25Nb-25Zr/Al,03) [55-57].

Also, SEM micrograph in Fig. 15 (a-d) show that a significant
amount of debris is produced, which can be attributed to the brittle
nature of the Ti-Nb-Zr samples, which could be due to the alloys’
fragmentation during the wear test. The amount of debris
decreases with longer milling time, and the greatest amount of
debris generated [36]. Table 4 shows the EDS analysis and the ele-
ments found in each sample after the tribological process. The
scratching made by the alumina ball made it possible to noticeably
highlight the alloying metals [18]. The proportions fluctuate
depending on the scratch’s depth, which in turn, depends on the
hardness, resistance and milling time of each alloy.

4. Conclusions

Nanostructured Ti-25Nb-25Zr powders were successfully
developed using a P7 planetary miller for 2, 6, 12 and 18 h of
milling. The structural and tribological properties were investi-
gated. The main conclusions are drawn below:

- The Ti-25Nb-25Zr particles milled for 18 h displayed ultrafine
grains, and additional elements such as Zr and Nb were uni-
formly distributed.

- The pore size decreased with increasing milling time. The sam-
ple milled for 18 h obtained the lowest porosity of 40 nm.

- The density, hardness, and Young’s modulus were increased
with milling time to achieve the highest values after 18 h of
milling (87 %, 350HV and 107 GPa, respectively)

- The higher wear resistance of the sample milled for 18 h is
attributed to its enhanced mechanical and structural properties.

- The mechanical properties and wear behavior of the Ti-25Nb-
25Zr alloy were influenced by grain size, surface roughness,
and surface texture. With a longer milling time (18 h), the wear
rate and the friction coefficient significantly decreased.

- The friction coefficient, wear volume and wear rate increased
with increasing sliding speed and applied load.
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- Due to its enhanced wear and friction resistance properties, Ti-
25Nb-25Zr can be widely used in biomedical applications. The
Ti-Nb-Zr alloy, after being milled for 18 h, largely satisfies the
biomedical standards for implant materials.
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