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Abstract: Owing to the world population aging, biomedical materials, such as shape memory alloys
(SMAs) have attracted much attention. The biocompatible Ti-Au-Ta SMAs, which also possess high
X-ray contrast for the applications like guidewire utilized in surgery, were studied in this work. The
alloys were successfully prepared by physical metallurgy techniques and the phase constituents,
microstructures, chemical compositions, shape memory effect (SME), and superelasticity (SE) of
the Ti-Au-Ta SMAs were also examined. The functionalities, such as SME, were revealed by the
introduction of the third element Ta; in addition, obvious improvements of the alloy performances
of the ternary Ti-Au-Ta alloys were confirmed while compared with that of the binary Ti-Au alloy.
The Tiz Au intermetallic compound was both found crystallographically and metallographically in
the Ti—4 at.% Au-30 at.% Ta alloy. The strength of the alloy was promoted by the precipitates of the
TizAu intermetallic compound. The effects of the TizAu precipitates on the mechanical properties,
SME, and SE were also investigated in this work. Slight shape recovery was found in the Ti—4 at.%
Au-20 at.% Ta alloy during unloading of an externally applied stress.

Keywords: biomedical materials; intermetallic compound; shape memory alloys; shape memory
effect; Ti-Au-Ta

1. Introduction

Shape memory alloys (SMAs) have attracted much attention in the biomedical and
biomaterials communities due to their functionalities, such as shape memory effect (SME)
and superelastic (SE) behavior, which could be manipulated by controlling their operation
temperature and externally applied stress [1-3]. Since the Ni-Ti (Nitinol) alloy was utilized
as SMA stent, a commercial breakthrough was made in 1990s; thereafter, SMAs have
been developed and widely accepted by the public [4]. However, a high potential of Ni
hypersensitivity to the human body in the Nitinol impedes its applicability [5,6]; therefore,
a substitution possessing biocompatibility for the Nitinol is urgently needed. The Ti-based
alloys in their f—phase have been reported to perform good SME and SE [7,8]; in addition,
Ti is known as a biocompatible metal [9,10]. Therefore, biocompatible 3—-Ti-based SMAs
were chosen in this study for the applications in biomedical materials.

For manipulation of the performance of the 3-Ti alloy, gold (Au) was selected in
this study for the following reasons. First, from the biological point of view, Au is also
known as a metal with excellent biocompatibility [11]. Second, Au meets the essential
requirement of the high X-ray contrast [12] for the applications in the medical devices,
such as a guidewire for surgery. Third, from the chemical point of view, Au possesses
excellent corrosion resistance in the human body fluid [13,14]. Based on the aforementioned
prerequisites, Au is a potential candidate to enhance the properties of the 3-Ti SMAs
towards biomedical applications; therefore, the binary Ti-Au-based alloy was chosen in
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this work. It is necessary to mention that the near—eutectoid Ti—4 at.% Au-based alloy
was designated in this study since the relatively low temperature at the eutectoid reaction
facilitates the preparation of the SMAs.

Regardless of the above-mentioned promising characteristics of the binary Ti-Au-
based alloy, Plichta et al. reported that the massive transformation took place during
cooling in the near—eutectoid Ti—4 at.% Au alloy, resulting in the formation of the x-massive
martensite [15,16]. Here, the massive transformation indicates the phase transformation
of B — am (wWhere oy, suggests the x-massive martensite). The &, phase exhibits neither
SME nor SE; thus, for revealing the functionality, such as SME and SE, a f3-stabilizer,
tantalum (Ta), was introduced into the near—eutectoid Ti—4 at.% Au-based alloy to stabilize
the parent 3—phase at operation temperature (i.e., body temperature).

Tantalum, which is known as a 3—stabilizer, was chosen in this study for the manipula-
tion of the functionalities of the Ti~Au-based SMA by tuning its martensite transformation
start temperature (Ms) [8]. According to the binary Ti-Ta phase diagram, regardless of
the addition amount of Ta to Ti, a solid solution (i.e., isomorphous) is formed through
the entire concentration range [17]. The aforementioned a-massive martensite, which
performs neither SME nor SE, could be suppressed by the Ta addition and could be trans-
formed into the functional parent f—phase and/or «'’-martensite phase [18-20]. Besides
the purpose for revealing the functionalities, Ta, which is also a heavy element, could
also contribute high X-ray contrast for the medical devices, such as guidewires [21,22].
Furthermore, concerning the biocompatibility to the human body, the Ta element, which is
also considered as a promising candidate [23-25], shows high biocompatibility. Based on
the aforementioned advantages of the Ta element, it was thus chosen as the third element
for the manipulation of the Ti~Au-based SMAs in this work towards the applications
of biomaterials.

For the binary Ti-Au SMAs, most of the researches focused on the near-TispAus alloys
for the applications of high temperature SMAs [26-28]. In the case of the near-eutectoid Ti-
Aualloy (i.e., Au concentration at approximately 4.2 at.% (or 15.3 wt.% Au)), the literature is
relatively limited. As previously mentioned, Plichta et al. studied the x-massive martensite
generated from the massive transformation around the near—eutectoid Ti-Au alloys [15,16].
Kikuchi et al. screened the elastic moduli of the Ti-Au alloys and other alloys from 5 wt.%
to 30 wt.% addition amounts for the applications of biomedical materials, such as dental
materials [29]. Concerning the binary Ti-Ta SMAs, Buenconsejo et al. claimed that the
Ti-Ta-based alloys could be a good candidate for the applications of SMAs [30]. Ikeda et al.
studied the effect of Ta addition concentration on phase constitution and the behaviors
of the binary Ti-Ta alloys after aging treatment [31]. Some of the high—order Ti-Ta-based
alloys have also been studied [32-34]. However, the ternary Ti-Au-Ta alloys, which are
potential SMAs for the applications of the medical devices and biomaterials have not been
investigated. This study thus investigated the unexplored effects of the Ta addition on the
phase constituents, phase transformation, mechanical properties, shape memory effect,
and superelasticity of the binary Ti-Au-based SMAs.

In this study, it was found that with the addition of the Ta element to the near—
eutectoid Ti-Au alloy, the functionless a-massive martensite was successfully transformed
into the functional 3—parent phase. The intermetallic compound TizAu was formed while
Ta addition amount was concentrated up to 30 at.%. Having the precipitation of the
intermetallic TizAu compound, positive effect to the strength of the alloys were achieved.
This work is a preliminary study of the Ti—Au-Ta-based SMAs and this ternary system is
now still studying by our research group. More results concerning the Ti-Au—Ta-based
alloys and their high—order systems will be published in the future.

2. Materials and Methods

Titanium sponges (Ti, purity = 98%), Gold plates (Au, purity > 99.9%), and Tantalum
flakes (Ta, purity > 99.9%) were used as the starting materials for the preparations of the Ti-
Au-Ta ingots. The purification of the Ti sponges could be found in our previous study [35].
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Alloys with compositions of the Ti—4 at.% Au-20 at.% Ta and the Ti—4 at.% Au-30 at.%
Ta in a total weight of eight grams were fabricated by conventional physical metallurgy
techniques. In this article, these alloys are abbreviated to Ti-4Au—20Ta and Ti-4Au-30Ta,
respectively, unless otherwise mentioned. The constituent elements were manufactured
under an Ar-1 vol.% H; atmosphere by an arc-melting system, which is equipped with a
non-consumable W electrode. The ingots were re-melted seven times and were flipped up-
side down prior to each re-melting to affirm the chemical homogeneity of the composition
in the entire ingot. The arc-melted ingots are denoted as “as—-melted” specimens.

Followed by an arc-melting, the as—-melted ingots were cleaned, wrapped by Ti films,
vacuum sealed into quartz tubes, and homogenized at 1273 K for 7.2 ks under pure Ar at-
mosphere for further composition homogenization after arc-melting process. The homoge-
nized ingots were then quenched into iced-water for the termination of the homogenization
treatment and the homogenized specimens were identified by “as-HT” specimens.

The as-HT specimens were then cold-rolled into thin films at room temperature (RT;
i.e., 295 & 3 K) via the cold-rolling machine equipped with a double-deck roll. The alloys
were cold-rolled until a reduction in thickness of 98% was achieved. For that alloy, which
cannot be cold rolled up to reduction in thickness of 98%, process—annealing at 1273 K
for 1.8 ks was conducted followed by the identical cold-rolling procedure at RT until the
reduction in thickness of 98% was obtained. On the other hand, for that alloy, which
cannot be cold rolled owing to its low cold workability, was hot-rolled at 1173 K until the
reduction in thickness of 98%. The thinned down specimens were named as “as—rolled”
alloys. Specimens with specific shapes and dimensions were cut off from the as—rolled
alloys for the following analysis and measurements.

The specimens with certain shapes, which were prepared from the as-rolled alloys,
were then cleaned, wrapped into Ti films, vacuum sealed into quartz tubes, and solution—
treated (ST) at 1273 K for 1.8 ks under the atmosphere of pure Ar. Afterward, speci-
mens were quenched into iced—water for the termination of the solution—treatment. The
solution—treated specimens were thus named as “ST” specimens. An illustration for the
aforementioned thermomechanical processes in detail could be found in our previous
articles [35,36].

The ST specimens were cleaned, grinded by emery papers with different meshes, and
polished by the 1 um diamond paste to obtain fine surface finish prior to the analysis of
phase identification. A 626 X-ray diffraction (XRD) measurement was carried out at RT
under ambient for the determination of phase constituents. Tube current and voltage were
at 40 mA and 45 kV while the Cu K radiation (A = 1.5405 A) was used as the X-ray source.
The scan range was from 20° to 120° with a scan rate at approximately 2°/min. A standard
Si plate was used for the correction of the external system error.

Microstructure observations and chemical composition analysis were carried out by
the field—emission scanning electron microscopy (FE-SEM) along with an energy dispersive
X-ray spectrometry (EDS) at RT at an electron beam voltage of 30 kV. Similar to the
X-ray diffraction measurements, prior to the microstructure observation and chemical
composition analysis, the specimens were cleaned, mechanically grinded by emery papers,
and polished by diamond paste with a diameter of 1 um to obtain fine surface finish for
the analysis.

In addition to the aforementioned fundamental characterizations, examinations of the
functionalities, such as shape memory effect, were also carried out by the test of bending defor-
mation followed by a heating process by a cigar lighter, which reached temperatures higher than
1000 K. Specimens with a dimension of 0.2 mm (thickness) x 2 mm (width) x 20 mm (width),
were obtained from the above-mentioned ST specimens. The specimens were firstly sub-
jected a 5% surface strain, which was made by bending the specimens with a round bar
with a diameter of 6 mm. The surface strain made to the specimens could be calculated
by following the equation of e = [/ (2r)], where ¢ is surface strain, / is thickness of the
specimen, and r is curvature radius, respectively. The shape recovery rates of the specimens
were determined by recognizing and calculating the shape difference in the optical photos,
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which were taken at the (i) after bending deformation and (ii) upon heating stages. The
bending tests and calculations for shape recovery rates were carried out for three times for
ensuring the accuracy and also for calculations of average shape recovery rates. An image
processing software, Image], was used for certifying the average shape recovery rates.

For the evaluations of the mechanical properties, two different tensile tests were
carried out by a universal testing machine of Shimadzu AG1kN Autograph. Specimens,
which were in a dimension of 0.2 mm (thickness) x 2 mm (width) x 10 mm (width),
possessed a dog-bone structure. The tensile tests were carried out at RT under ambient in
two different manners: (1) the continuous tensile test and (2) the cyclic loading—unloading
tensile tests. A video extensometer, which was attached to the universal testing machine,
was used for the accurate measurement of shape deformation strain for both tensile tests. In
the case of the continuous tensile test, the specimens were subjected to a continuous tensile
stress until their fractures. On the other hand, in the case of the cyclic loading—unloading
tensile tests, specimens were repeatedly subjected to a 1% strain per cycle until the 10th
cycle or the fractures of the specimens. All the specimens were subjected to a strain rate of
8.3 x 107* s7! and the stress loading direction was parallel to the rolling direction (RD) of
the alloys.

3. Results and Discussion
3.1. Cold Workability

In the case of the Ti-4Au-20Ta specimen, it could be cold rolled up at RT to the
reduction in thickness of 70% in the first cold-rolling. Followed by the first cold—rolling,
process—annealing was carried out at 1273 K for 1.8 ks. Second, cold-rolling was thereafter
conducted until the reduction in thickness reached 98%. The final thickness of the specimen
after cold-rolling was at approximately 0.2 mm. On the other hand, in the case of the
Ti-4Au-30Ta specimen, it was found that the alloy, which showed low workability, cracked
at the first pass of the cold-rolling process. Hot-rolling was therefore executed at 1173 K
instead for thinning down the specimen until the reduction in thickness reached 98%.
The differences in the cold workability of these two alloys are explained by the phase
constituents and microstructure observations in both Sections 3.2 and 3.3.

3.2. Phase Identification

The X-ray diffraction patterns of the (a) Ti-4Au-20Ta alloy and the (b) Ti-4Au-30Ta
alloy at RT under ambient are shown in Figure 1. Put simply, the parent f—phase was
found in the (a) Ti-4Au-20Ta alloy indicating a single 3—phase of this alloy. On the other
hand, in addition to the parent f—phase, a compound with a crystal structure of A15 was
also found in the (b) Ti-4Au-30Ta alloy. According to the literature [37,38], the compound
possessing A15 crystal structure corresponds to the intermetallic compound of Tiz Au. More
analysis concerning the TizAu with an A15 crystal structure are shown in Section 3.3 via
microstructure observations and chemical composition analysis.

It was reported that in the binary Ti—-4Au specimen the apparent phase of the o'~
martensite or the a—massive martensite (xy), which were generated from the martensitic
transformation or the massive transformation, were found [15,16]. Different from the
binary Ti-4Au specimen, it is obvious that the parent 3—phase was successfully stabilized
via the introduction of the Ta element as the third element. These results observed in this
study were also in a good agreement with literature [39,40].

On the other hand, according to the literature, the intermetallic compound of TizAu,
which is a brittle phase and is often found in the Ti-Au-based alloys [35,38,41,42], could
deteriorate the cold workability of the specimens. Therefore, in Section 3.1, the specimen
of the Ti-4Au-30Ta alloy, which could not be cold-rolled at RT, could be attributed to the
embrittlement brought from the TizAu precipitates. Hence, the cold workability agreed
well with the phase constituents observed by the X-ray diffraction patterns (Figure 1)
and the literatures [35,38,41,42]. More details of the Ti3Au precipitates concerning its
microstructure are shown in Section 3.3.
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Figure 1. The X-ray diffraction patterns of the (a) Ti-4Au—20Ta alloy and the (b) Ti-4Au-30Ta alloy
at RT under ambient.

3.3. Microstructure Observations and Elemental Mappings

Figure 2a,b show the SEM images of the Ti-4Au-20Ta alloy and the Ti-4Au-30Ta
alloy, respectively. In addition, the elemental mapping results of the (c) Ti, (d) Au, and
(e) Ta elements in the Ti-4Au-30Ta alloy are also shown in Figure 2. The observed region
of the elemental mappings is surrounded by the dashed lines in the SEM image of the
Ti-4Au-30Ta alloy (Figure 2b).

In the SEM images, only single phase was observed in the Ti-4Au-20Ta alloy (Figure 2a)
and this result is in accordance with its X-ray diffraction pattern (Figure 1a), where merely
the B—parent phase was found. On the other hand, it is clear that some precipitates in bright
contrast were discerned in the Ti-4Au-30Ta alloy (Figure 2b). The size of the oval-shaped
precipitates was approximately 1-3 um and the volume fraction of the precipitates was
about 5%. It is also worth mentioning that the microstructure of the precipitates was found
very similar with those in the literature [38]. More details concerning the precipitates in the
Ti-4Au-30Ta alloy are explained by the elemental mapping results in the following.

The elemental mapping results of the precipitates were further carried out and are
shown in Figure 2c—e. Bright contrast suggests high concentration while dark contrast
indicates low concentration. It was found that, in the case of Ti element, there was no
obvious concentration difference between the matrix and the precipitates (Figure 2c). On
the other hand, the precipitates were high in Au (Figure 2d) and low in Ta (Figure 2e).
Given that the TizAu phase was determined by the X-ray diffraction pattern of the Ti-4Au-
30Ta alloy (Figure 1b) and the literature [35,38,41,42], it thus could be concluded that the
precipitates in bright contrast could be corresponded to the TizAu phase. In addition, it was
reported that the TizAu phase is a line compound [37]; therefore, the solubility of Ta was
extremely low (i.e., dark contrast) to the TizAu intermetallic compound. A good agreement
was reached among the X-ray diffraction observations (Figure 1), SEM images (Figure 2b),
elemental mapping results (Figure 2c-e), and also the literature [35,37,38,41,42].

Based on the aforementioned results, the addition of Ta as the third element promoted
the precipitation of TizAu intermetallic compound since the overall chemical composition
in terms of the binary Ti-Au system shifted to the Au-rich side [37] while Ta was introduced
into the binary Ti-Au system. Therefore, obvious precipitates of the oval-shaped TizAu
intermetallic compound with a bright contrast were observed in the Ti-4Au-30Ta alloy
(Figure 1b—e).
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Figure 2. SEM images of the (a) Ti-4Au—20Ta alloy and the (b) Ti-4Au-30Ta alloy. Elemental mapping
results of (c) Ti, (d) Au, and (e) Ta elementals of the (b) Ti-4Au-30Ta alloy. The elemental mapping
analyzed regime of the (b) Ti-4Au-30Ta alloy is surrounded by a dashed square.

3.4. Bending Test

Results of the bending tests are shown in Figure 3. In Figure 3, column (i) indicates
the specimens after bending deformation (stage i) while column (ii) suggests the shape
recovery of the specimens upon heating (stage ii). Judging from the optical images, an
obvious shape recovery was found in the Ti-4Au-20Ta alloy (Figure 3a); on the contrary,
the shape recovery rate of the Ti-4Au-30Ta alloy (Figure 3b) was relatively faint. The shape
recovery rates of (a) the Ti-4Au—-20Ta alloy and (b) the Ti-4Au-30Ta alloy were determined
to be 10% and 30%, respectively. Since the apparent phase of the (a) Ti-4Au-20Ta alloy
was determined to be the single parent 3—phase via the X-ray diffraction observation
(Figure 1a) and the microstructure observation (Figure 2a), it thus could be deduced that
the shape recovery behavior of the Ti-4Au—20Ta alloy was brought by the stress—induced
martensite transformation (SIMT) during bending deformation (stage i) and followed by
its backward transformation upon heating (stage ii).

Specimen | (i) Deformed (i) Heated Recovery
rate
N -
- 30%

Ti-4Au-20Ta Ll ] J l ] ] ]
0 1 2 3cm 0 1 2 3cm

(b) - - 10%

Ti-4Au-30Ta Ll ] J L ] ] ]
01 2 3cm 0 1 2 3cm

Figure 3. Bending tests of the (a) Ti-4Au-20Ta alloy and the (b) Ti-4Au-30Ta alloy for the examina-
tions of the shape memory effect and shape recovery rates. Stage (i) corresponds to after bending
deformation while stage (ii) indicates shape recovery upon heating process.

Similar to the (a) Ti-4Au-20Ta alloy, the apparent phase of the (b) Ti-4Au-30Ta alloy
was also the parent 3—phase before deformation; however, precipitates of Ti3Au compound
was also found in the Ti-4Au-30Ta alloy (Figures 1b and 2b—e). The deteriorated shape
recovery rate of the (b) Ti-4Au-30Ta alloy could be attributed to the suppression of the
phase transformation by the TizAu precipitates during bending deformation and shape
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recovery. These results are in accordance with those in the literature [38]. In addition to the
inhibition of the phase transformation by the Ti3Au precipitates, the relatively low shape
recovery rates (i.e., 10% and 30%) of these two alloys could also be ascribed to the plastic
deformation, which was introduced into the alloys during bending deformation.

3.5. Continuous Tensile Tests

Stress—strain (SS; o—¢) curves of the (a) Ti-4Au—20Ta alloy and the (b) Ti-4Au-30Ta
alloy by the continuous tensile tests are shown in Figure 4. The cross symbols at the end
of the SS curves suggest the fractures of the specimens. The strain until fracture of the
(a) Ti-4Au-20Ta alloy was at approximately 17%, which was almost twice larger than that
of the (b) Ti-4Au-30Ta alloy (i.e., deformation strain at approximately 9%), showed high
elongation. The different ductility of these two alloys could be elaborated through the
following reasons.

900'l'l'l'l'l'l'l'l'l'
8004 -

§ Zggf (a) Ti-4Au-20Ta’
?b« 500 W ]
- 400 ]

: Plateau

~tT Tl Ty rYrrrv.Uvrrrr. Vv~
0 2 4 6 8 10 12 14 16 18 20
Strain, ¢ (%)
Figure 4. Stress—strain (SS) curves of the (a) Ti-4Au—20Ta alloy and the (b) Ti-4Au-30Ta alloy via
the continuous tensile tests. The cross symbols at the end of the curves suggest fractures of the

specimens. A stress plateau in the (a) Ti-4Au-20Ta alloy was indicated by the vertical dashed lines
and the horizontal solid arrows.

Firstly, it was worth noticing that in the (a) Ti-4Au—20Ta alloy, there is a clear stress
plateau, which is indicated by the vertical dashed lines and the solid horizontal line with
arrows. Given that the apparent phase of the (a) Ti-4Au—20Ta alloy is the parent 3—phase
at the testing temperature (i.e., RT) (Figure 1a), the stress plateau could be attributed to
the stress-induced martensitic transformation (SIMT) [38,41,43]. The first yielding could
be attributed to the onset of the SIMT, while the second yielding could be ascribed to the
commencement of the plastic deformation [38,41,43]. On the other hand, almost no stress
plateau was found in the case of the (b) Ti-4Au-30Ta alloy. Therefore, the relatively high
elongation of the (a) Ti-4Au—20Ta alloy could be ascribed to the SIMT. It is also worth
mentioning that the SIMT found in the Ti-4Au—20Ta alloy in Figure 4a corresponds well
with the result of the bending test in Section 3.4. While the Ti-4Au-30Ta alloy, which had a
lower shape recovery rate upon heating (Figure 3b), showed almost no stress plateau in
Figure 4b.

Secondly, the TisAu intermetallic compound, which was merely found in the (b) Ti—
4Au-30Ta alloy (Figures 1b and 2b—e), is known as a brittle phase [44]. The ductility of the
(b) Ti-4Au-30Ta alloy was thus deteriorated by the formation of the TizAu precipitates. On
the contrary, the (a) Ti-4Au-20Ta alloy showed relatively high deformation strain before
fracture since no brittle TizAu precipitates were found in this alloy (Figures 1a and 2a).
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To sum up, the relatively high elongation of the (a) Ti-4Au—20Ta alloy could be
attributed to the occurrence of SIMT and lack of TizAu precipitates. On the other hand, the
relatively low elongation of the (b) Ti-4Au-30Ta alloy was due to the TizAu precipitates
and almost free of SIMT during deformation.

However, reverse to the ductility, comparatively high strength was observed in the
(b) Ti-4Au-30Ta alloy than that of the (a) Ti-4Au—20Ta alloy in the continuous tensile tests
(Figure 4). It was found that the ultimate tensile strength (UTS) was at approximately
737 MPa for the (b) Ti-4Au-30Ta alloy and at approximately 600 MPa for the (a) Ti-4Au—
20Ta alloy. This could be simply explained by the precipitation-hardening effect brought
from the precipitates of the TizAu compound and also the solution-hardening effect
brought by the Ta addition as the third element.

3.6. Functional Mapping

A functional mapping, which reveals (a) yielding stress (black squares), (b) ultimate
tensile strength (UTS) (red circles), and (c) fracture strain (blue triangles) as a function
of Ta concentration in the alloys, is shown as Figure 5. It is necessary to mention that
for the purposes of completeness and comparison, the binary Ti-4Au alloy was cited
from our preliminary research [35] and plotted in Figure 5. It is obvious that both the
(a) yielding stress and the (b) UTS increased monotonically with Ta addition concentra-
tion. Similar to the explanation in Section 3.5, this enhancement in strength could be
attributed to the solid—solution strengthening effect of the introduction of Ta element and
the precipitation hardening effect caused by the TizAu precipitates. Slip of dislocation
(i.e., plastic deformation) was inhibited by the introduction of the Ta impurity and the
TizAu precipitates. Opposite to the strength, fracture strain (Figure 5¢) of the specimens
decreased with the introduction of Ta concentration due to the precipitation of the brittle
Tiz Au intermetallic compound.

900 ;——m———————720

goo] a N 18
—~ 700- ® 16 5
& 600 . _-1421 2
© 400]« o I S o
(7)) 300_4— | | [ =‘I-
o . 6 9
g 200+ (a) M Yielding stress 4 3
7)) 100- (b).UTS .-2 §
0 (c) A Fracture strain 0 =

0 10 20 30

Ta concentration (at.%)

Figure 5. Functional mapping of (a) yielding stress (black squares), (b) ultimate tensile strength (UTS)
(red circles), and (c) fracture strain (blue triangles) as a function of the Ta addition concentration in
the alloys. (Left y—axis: stress (MPa); Right y—axis: fracture strain (%)) (Note that the results of the
binary Ti-4Au alloy was cited from our preliminary research [35]).

3.7. Cyclic Loading—Unloading Tensile Tests

The cyclic loading—unloading tests of the (a) Ti-4Au—20Ta alloy and the (b) Ti4Au-
30Ta alloy are shown in Figure 6. Overall, it was found that the (a) Ti-4Au-20Ta alloy which
exhibited slight pseudoelasticity (PE), showed slight shape recovery during unloading.
While the (b) Ti-4Au-30Ta alloy showed almost no shape recovery during unloading in
the cyclic loading—unloading tests at RT. Therefore, it could be deduced that the austenite
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transformation start temperature (A;) is higher than the operation temperature (i.e., RT). In
addition, the vanished shape recovery in the (b) Ti-4Au-30Ta alloy could be ascribed to
the inhibition of the TizAu precipitates. On the other hand, the slight shape recovery in
the (a) Ti-4Au—20Ta alloy could be attributed to the pseudoelasticity via the reorientation
of martensitic variants, which is commonly observed in the martensite phase [45-47].
Moreover, similar to the results from the continuous tensile tests (Figure 4) in Section 3.5,
the (b) Ti-4Au-30Ta alloy showed improved strength than that of the (a) Ti-4Au—20Ta alloy.
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T 400 ‘
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Figure 6. Cyclic loading—unloading tensile tests of the (a) Ti-4Au-20Ta alloy and the (b) Ti-4Au-30Ta
alloy at RT under ambient.

For further analysis of the pseudoelasticity, every cycle in the Ti-4Au—20Ta alloy was
detached and the stress for SIMT (i.e., first-yielding stress), which is shown in Figure 7a,
was read from every cycle of the cyclic loading—unloading tensile test (Figure 6a). During
the cyclic tensile test, dislocations, which increased the internal stress, was introduced into
the specimen. The martensite phase was stabilized by the elevated internal stress; as a
result, the external stress for the SIMT (ogpvt) was reduced accordingly (Figure 7a). This
phenomenon was in good agreement with that in the literature [41].

The ninth cycle in the cyclic loading—unloading tensile test of the Ti-4Au-20Ta speci-
men is also shown in Figure 7b. It is obvious that during unloading of externally applied
stress, there was a slight shape recovery, which is at approximately 0.5%, was brought
from the pseudoelasticity. The shape recovery originated from the pseudoelasticity was
determined by reading strain difference between the overall recovery strain after fully
unloading and the strain produced by the elastic shape recovery. Further explanations for
the specific terms are shown and explained by the illustration in Figure 7d.
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Figure 7. (a) Stress for the first yielding stress (i.e., stress for SIMT) of the Ti-4Au—20Ta alloy, (b) the
ninth cycle in the cyclic loading-unloading tensile test of the Ti-4Au—20Ta alloy, (c) the ninth cycle
in the cyclic loading—unloading tensile test of the Ti—-4Au-30Ta alloy, and (d) the illustration for the
explanations of the terms in the SS curve. Where ¢, indicates the total applied strain, eg suggests the
elastic shape recovery strain, epg corresponds to shape recovery strain brought by pseudoelasticity,
and eg represents the remaining strain after unloading.

On the other hand, almost no shape recovery was found in the Ti-4Au-30Ta alloy
(Figure 7c) during unloading of the externally applied stress. The aforementioned Ti-
4Au-20Ta alloy and Ti-4Au-30Ta alloy results are in good accordance with those in the
bending tests (Figure 3) and the continuous tensile tests (Figure 4). An illustration for
the explanations of the specific terms are shown in Figure 7d. In Figure 7d, e indicates
the total applied strain, eg suggests the elastic shape recovery strain, epg corresponds to
shape recovery strain brought by pseudoelasticity, and eg represents the remaining strain
after unloading.

This study worked on the Ti-4Au-20Ta alloy and Ti-4Au-30Ta alloy for the prelimi-
nary screening of the Ti-Au-Ta-based shape memory alloys. Some of the Ti-Au-based
studies have already been carried out by our research group [35,36,38,41,43] while some of
the Ti-Au-based studies are now under investigations and preparations. Further results
concerning the Ti-Au-based shape memory alloys will be published in the future by our
research group.

4. Conclusions

For the biomedical applications in this work, the Ti-4Au—20Ta and the Ti-4Au-30Ta
alloys were prepared by physical metallurgy techniques and their phase constituents,
composition analysis, mechanical behaviors, and functional properties, such as shape
memory effect (SME) and pseudoelasticity (PE), have been studied. The important findings
are listed in the following points.

1.  The single parent 3—phase was found in the Ti-4Au-20Ta alloy while the parent
—phase along with the precipitates of the Ti3 Au intermetallic compound in a volume
fraction of approximate 5% was observed in the Ti-4Au-30Ta alloy.

2. The Ti-4Au—20Ta alloy showed about 30% shape recovery upon heating in the bending
tests while only 10% shape recovery was found in the Ti-4Au-30Ta alloy due to
the inhibition of phase transformation between austenite and martensite from the
Tiz Au precipitates.

3. Anobvious two-stage yielding, which corresponds to the stress for the stress—induced
martensite transformation (SIMT) and the stress for plastic deformation, was found in
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the Ti-4Au-20Ta alloy. On the other hand, no obvious two-stage yielding was found
in the Ti-4Au-30Ta alloy due to the inhibition of SIMT from the TizAu intermetallic
compound.

4.  In the continuous tensile test, the strength of the Ti-4Au-30Ta alloy was higher than
that of the Ti-4Au-20Ta alloy due to the truth of the solid-solution hardening effect
from the Ta addition as the third element and the precipitation hardening effect from
the TizAu intermetallic compound. On the contrary, better elongation was found in
the Ti-4Au-20Ta alloy than that of the Ti-4Au-30Ta alloy owing to the SIMT and no
precipitation of TizAu compound.

5. Slight pseudoelasticity at approximately 0.5% was found in the Ti-4Au-20Ta alloy
showing slight shape recovery after unloading of externally applied stress while
almost no shape recovery was found in the Ti-4Au-30Ta alloy due to the inhibition
of TizAu precipitates. These results are in accordance with the bending tests and the
continuous tensile tests.

Author Contributions: Conceptualization, T.I. and H.H.; data curation, W.-T.C. and K.F,; formal
analysis, W.-T.C., K.F, M.T. and H.H.; funding acquisition, M.T. and H.H.; investigation, W.-T.C., K.F,,
M.T., TI1. and H.H.; methodology, T.I. and H.H.; project administration, M.T. and H.H.; resources,
M.T.,, T.I. and H.H.; software, W.-T.C. and K.E; supervision, W.-T.C., Akira Umise, M.T., T.I. and
H.H.; validation, W.-T.C., M.T., T.I. and H.H.; visualization, W.-T.C.; writing-original draft, W-T.C.;
writing-review & editing, K.F.,, M.T. and H.H. All authors have read and agreed to the published
version of the manuscript.

Funding: This work is supported by the Tokyo Tech Fund (ASUNARO Grant) and Japan Society for
the Promotion of Science (JSPS) (KAKENHI 19H02417 and KAKENHI 20K20544).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: All data contained within the article.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Jani, J.M,; Leary, M.; Subic, A.; Gibson, M.A. A review of shape memory alloy research, applications and opportunities. Mater.
Des. 2014, 56, 1078-1113. [CrossRef]

2. Yamauchi, K.; Ohkata, I.; Tsuchiya, K.; Miyazaki, S. Shape Memory and Superelastic Alloys: Applications and Technologies; Elsevier:
Amsterdam, The Netherlands, 2011.

3. Morgan, N.B. Medical shape memory alloy applications—the market and its products. Mater. Sci. Eng. A 2004, 378, 16-23.
[CrossRef]

4. Fang, C.; Wang, W. Shape Memory Alloys for Seismic Resilience; Springer: New York, NY, USA, 2020.

5. Magnusson, B.; Bergman, M.; Bergman, B.; Soremark, R. Nickel allergy and nickel-containing dental alloys. Eur. J. Oral Sci. 1982,
90, 163-167. [CrossRef] [PubMed]

6.  Christensen, O.B.; Mooller, H. External and internal exposure to the antigen in the hand eczema of nickel allergy. Contact Derm.
1975, 1, 136-141. [CrossRef] [PubMed]

7. Li, Y; Yang, C,; Zhao, H.; Qu, S.; Li, X,; Li, Y. New Developments of Ti-Based Alloys for Biomedical Applications. Materials 2014,
7,1709-1800. [CrossRef]

8. Biesiekierski, A.; Wang, J.; Gepreel, M.A.-H.; Wen, C. A new look at biomedical Ti-based shape memory alloys. Acta Biomater.
2012, 8, 1661-1669. [CrossRef]

9. Eisenbarth, E.; Velten, D.; Miiller, M.; Thull, R.; Breme, ]. Biocompatibility of 3-stabilizing elements of titanium alloys. Biomaterials
2004, 25, 5705-5713. [CrossRef]

10. Ratner, B.D. A Perspective on Titanium Biocompatibility. In Titanium in Medicine; Engineering Materials; Springer:
Berlin/Heidelberg, Germany, 2001.

11.  Wataha, ].C. Biocompatibility of dental casting alloys: A review. J. Prosthet. Dent. 2000, 83, 223-234. [CrossRef]

12. Hainfeld, J.F; Slatkin, D.N.; Focella, TM.; Smilowitz, H.M. Gold nanoparticles: A new X-ray contrast agent. Br. ]. Radiol. 2006, 79,
248-253. [CrossRef]

13.  Goodman, P. Current and future uses of gold in electronics. Gold Bull. 2002, 35, 21-26. [CrossRef]

14. Hanawa, T. In vivo metallic biomaterials and surface modification. Mater. Sci. Eng. A 1999, 267, 260-266. [CrossRef]


http://doi.org/10.1016/j.matdes.2013.11.084
http://doi.org/10.1016/j.msea.2003.10.326
http://doi.org/10.1111/j.1600-0722.1982.tb01540.x
http://www.ncbi.nlm.nih.gov/pubmed/6951258
http://doi.org/10.1111/j.1600-0536.1975.tb05354.x
http://www.ncbi.nlm.nih.gov/pubmed/797515
http://doi.org/10.3390/ma7031709
http://doi.org/10.1016/j.actbio.2012.01.018
http://doi.org/10.1016/j.biomaterials.2004.01.021
http://doi.org/10.1016/S0022-3913(00)80016-5
http://doi.org/10.1259/bjr/13169882
http://doi.org/10.1007/BF03214833
http://doi.org/10.1016/S0921-5093(99)00101-X

Materials 2021, 14, 5810 12 of 13

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.
26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

Plichta, M.R.; Williams, J.C.; Aaronson, H.I. On the existence of the p — &y, transformation in the alloy systems Ti-Ag, Ti-Au,
and Ti-Si. Metall. Trans. A 1977, 8, 1885-1892. [CrossRef]

Plichta, M.R.; Perepezko, ].H.; Aaronson, H.I.; Lange, W.F. Part I Nucleation kinetics of the § — oy transformation in Ti-Ag and
Ti—Au alloys. Acta Metall. 1980, 28, 1031-1040. [CrossRef]

Murray, J.L. Phase Diagrams of Binary Titanium Alloys; ASM International: Materials Park, OH, USA, 1987.

Soro, N.; Attar, H.; Brodie, E.; Veidt, M.; Molotnikov, A.; Dargusch, M.S. Evaluation of the mechanical compatibility of additively
manufactured porous Ti-25Ta alloy for load-bearing implant applications. J. Mech. Behav. Biomed. Mater. 2019, 97, 149-158.
[CrossRef]

Meisner, L.L.; Markov, A.B.; Rotshtein, V.P.; Ozur, G.E.; Meisner, S.N.; Yakovlev, E.V.; Semin, V.O.; Mironov, Y.P,; Poletika, T.M.;
Girsova, S.L.; et al. Microstructural characterization of Ti-Ta-based surface alloy fabricated on TiNi SMA by additive pulsed
electron-beam melting of film/substrate system. J. Alloys Compd. 2018, 730, 376-385. [CrossRef]

Liu, Y.; Li, K,; Wu, H.; Song, M.; Wang, W.; Li, N.; Tang, H. Synthesis of Ti-Ta alloys with dual structure by incomplete diffusion
between elemental powders. J. Mech. Behav. Biomed. Mater. 2015, 51, 302-312. [CrossRef]

He, W.; Ai, K;; Lu, L. Nanoparticulate X-ray CT contrast agents. Sci. China Chem. 2015, 58, 753-760. [CrossRef]

Jin, Y,; Li, Y,; Ma, X.; Zha, Z; Shi, L.; Tian, J.; Dai, Z. Encapsulating tantalum oxide into polypyrrole nanoparticles for X-ray
CT/photoacoustic bimodal imaging-guided photothermal ablation of cancer. Biomaterials 2014, 35, 5795-5804. [CrossRef]
[PubMed]

Yang, C.; Li, J.; Zhu, C.; Zhang, Q.; Yu, J.; Wang, J.; Wang, Q.; Tang, J.; Zhou, H.; Shen, H. Advanced antibacterial activity of
biocompatible tantalum nanofilm via enhanced local innate immunity. Acta Biomater. 2019, 89, 403—418. [CrossRef]

Matsuno, H.; Yokoyama, A.; Watari, F.; Uo, M.; Kawasaki, T. Biocompatibility and osteogenesis of refractory metal implants,
titanium, hafnium, niobium, tantalum and rhenium. Biomaterials 2001, 22, 1253-1262. [CrossRef]

Niinomi, M. Mechanical properties of biomedical titanium alloys. Mater. Sci. Eng. A 1998, 243, 231-236. [CrossRef]

Zarinejad, M.; Wada, K.; Pahlevani, F,; Katal, R.; Rimaz, S. Martensite and reverse transformation temperatures of TiAu-based
and Tilr-based intermetallics. . Alloys Compd. 2021, 870, 159399. [CrossRef]

Casalena, L.; Bigelow, G.S.; Gao, Y.; Benafan, O.; Noebe, R.D.; Wang, Y.; Mills, M.]. Mechanical behavior and microstructural
analysis of NiTi-40Au shape memory alloys exhibiting work output above 400 °C. Intermetallics 2017, 86, 33—44. [CrossRef]

Wu, SK.; Wayman, C.M. Martensitic transformations and the shape memory effect in TisoNijgAugy and TispAusg alloys.
Metallography 1987, 20, 359-376. [CrossRef]

Kikuchi, M.; Takahashi, M.; Okuno, O. Elastic moduli of cast Ti-Au, Ti-Ag, and Ti-Cu alloys. Dent. Mater. 2006, 22, 641-646.
[CrossRef]

Buenconsejo, PJ.S.; Kim, H.Y.; Hosoda, H.; Miyazaki, S. Shape memory behavior of Ti-Ta and its potential as a high-temperature
shape memory alloy. Acta Mater. 2009, 57, 1068-1077. [CrossRef]

Ikeda, M.; Komatsu, S.-Y.; Nakamura, Y. The Effect of Ta Content on Phase Constitution and Aging Behavior of Ti-Ta Binary
Alloys. Mater. Trans. 2002, 43, 2984-2990. [CrossRef]

Kim, H.Y.; Fukushima, T.; Buenconsejo, PJ.S.; Nam, T.-H.; Miyazaki, S. Martensitic transformation and shape memory properties
of Ti-Ta-Sn high temperature shape memory alloys. Mater. Sci. Eng. A 2011, 528, 7238-7246. [CrossRef]

Bertrand, E.; Castany, P.; Yang, Y.; Menou, E.; Gloriant, T. Deformation twinning in the full-«” martensitic Ti-25Ta-20Nb shape
memory alloy. Acta Mater. 2016, 105, 94-103. [CrossRef]

Buenconsejo, PJ.S.; Kim, H.Y.; Miyazaki, S. Effect of ternary alloying elements on the shape memory behavior of Ti-Ta alloys.
Acta Mater. 2009, 57, 2509-2515. [CrossRef]

Chiu, W.-T; Ishigaki, T.; Nohira, N.; Umise, A.; Tahara, M.; Hosoda, H. Effect of 3d transition metal additions on the phase
constituent, mechanical properties, and shape memory effect of near—eutectoid Ti-4Au biomedical alloys. J. Alloys Compd. 2021,
857, 157599. [CrossRef]

Chiu, W.-T.; Wakabayashi, K.; Umise, A.; Tahara, M.; Hosoda, H. Enhancement of Mechanical Properties and Shape Memory
Effect of Ti-Cr—based Alloys via Au and Cu Modifications. J. Mech. Behav. Biomed. Mater. 2021, 123, 104707. [CrossRef]

Murray, J.L. The Au-Ti (Gold-Titanium) system. Bull. Alloy Phase Diagr. 1983, 4, 278-283. [CrossRef]

Chiu, W.-T.; Ishigaki, T.; Nohira, N.; Umise, A.; Tahara, M.; Inamura, T.; Hosoda, H. Influence of the precipitates on the shape
memory effect and superelasticity of the near—eutectoid Ti-Au-Fe alloy towards biomaterial applications. Intermetallics 2021,
133, 107180. [CrossRef]

Kim, H.Y,; Hashimoto, S.; Kim, J.I.; Inamura, T.; Hosoda, H.; Miyazaki, S. Effect of Ta addition on shape memory behavior of
Ti-22Nb alloy. Mater. Sci. Eng. A 2006, 417, 120-128. [CrossRef]

Tjaz, M.E,; Zhukova, Y.; Konopatsky, A.; Dubinskiy, S.; Korobkova, A.; Pustov, Y.; Brailovski, V.; Prokoshkin, S. Effect of Ta
addition on the electrochemical behavior and functional fatigue life of metastable Ti-Zr-Nb based alloy for indwelling implant
applications. J. Alloys Compd. 2018, 748, 51-56. [CrossRef]

Chiu, W.-T;; Ishigaki, T.; Nohira, N.; Umise, A.; Tahara, M.; Inamura, T.; Hosoda, H. Effect of Cr additions on the phase constituent,
mechanical properties, and shape memory effect of near—eutectoid Ti—-4Au towards the biomaterial applications. J. Alloys Compd.
2021, 867, 159037. [CrossRef]

Karimi, A.; Cattin, C. Intermetallic 3-TizAu hard thin films prepared by magnetron sputtering. Thin Solid Films 2018, 646, 1-11.
[CrossRef]


http://doi.org/10.1007/BF02646561
http://doi.org/10.1016/0001-6160(80)90087-5
http://doi.org/10.1016/j.jmbbm.2019.05.019
http://doi.org/10.1016/j.jallcom.2017.09.238
http://doi.org/10.1016/j.jmbbm.2015.07.004
http://doi.org/10.1007/s11426-015-5351-8
http://doi.org/10.1016/j.biomaterials.2014.03.086
http://www.ncbi.nlm.nih.gov/pubmed/24746966
http://doi.org/10.1016/j.actbio.2019.03.027
http://doi.org/10.1016/S0142-9612(00)00275-1
http://doi.org/10.1016/S0921-5093(97)00806-X
http://doi.org/10.1016/j.jallcom.2021.159399
http://doi.org/10.1016/j.intermet.2017.03.005
http://doi.org/10.1016/0026-0800(87)90045-0
http://doi.org/10.1016/j.dental.2005.05.015
http://doi.org/10.1016/j.actamat.2008.10.041
http://doi.org/10.2320/matertrans.43.2984
http://doi.org/10.1016/j.msea.2011.06.021
http://doi.org/10.1016/j.actamat.2015.12.001
http://doi.org/10.1016/j.actamat.2009.02.007
http://doi.org/10.1016/j.jallcom.2020.157599
http://doi.org/10.1016/j.jmbbm.2021.104707
http://doi.org/10.1007/BF02868667
http://doi.org/10.1016/j.intermet.2021.107180
http://doi.org/10.1016/j.msea.2005.10.065
http://doi.org/10.1016/j.jallcom.2018.03.033
http://doi.org/10.1016/j.jallcom.2021.159037
http://doi.org/10.1016/j.tsf.2017.11.027

Materials 2021, 14, 5810 13 of 13

43.

44.

45.

46.

47.

Chiu, W.-T.; Ishigaki, T.; Nohira, N.; Umise, A.; Tahara, M.; Inamura, T.; Hosoda, H. Evaluations of mechanical properties and
shape memory behaviors of the aging-treated Ti-Au-Mo alloys. Mater. Chem. Phys. 2021, 269, 124775. [CrossRef]

Xin, Y.; Han, K,; Svanidze, E.; Besara, T.; Siegrist, T.; Morosan, E. Microstructure of hard biocompatible Ti;_,Auy alloys. Mater.
Charact. 2019, 149, 133-142. [CrossRef]

Bhadeshia, H.K.D.H.; Wayman, C.M. Phase Transformations: Nondiffusive. In Physical Metallurgy, 5th ed.; Elsevier: Amsterdam,
The Netherlands, 2014; pp. 1021-1072.

Popov, P,; Lagoudas, D.C. A 3-D constitutive model for shape memory alloys incorporating pseudoelasticity and detwinning of
self-accommodated martensite. Int. J. Plast. 2007, 23, 1679-1720. [CrossRef]

Otsuka, K.; Wayman, C.M. Shape Memory Materials; Cambridge University Press: Cambridge, UK, 1999.


http://doi.org/10.1016/j.matchemphys.2021.124775
http://doi.org/10.1016/j.matchar.2019.01.013
http://doi.org/10.1016/j.ijplas.2007.03.011

	Introduction 
	Materials and Methods 
	Results and Discussion 
	Cold Workability 
	Phase Identification 
	Microstructure Observations and Elemental Mappings 
	Bending Test 
	Continuous Tensile Tests 
	Functional Mapping 
	Cyclic Loading–Unloading Tensile Tests 

	Conclusions 
	References

