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Abstract: The corrosion behaviour of new generation titanium alloys (3-type with low modulus)
for medical implant applications is of paramount importance due to their possible detrimental
effects in the human body such as release of toxic metal ions and corrosion products. In spite of
remarkable advances in improving the mechanical properties and reducing the elastic modulus,
limited studies have been done on the electrochemical corrosion behaviour of various types of low
modulus titanium alloys including the effect of different beta-stabilizer alloying elements. This
development should aim for a good balance between mechanical properties, design features,
metallurgical aspects and, importantly, corrosion resistance. In this article, we review several
significant factors that can influence the corrosion resistance of new-generation titanium alloys
such as fabrication process, body electrolyte properties, mechanical treatments, alloying
composition, surface passive layer, and constituent phases. The essential factors and their critical
features are discussed. The impact of various amounts of a and 3 phases in the microstructure,
their interactions, and their dissolution rates on the surface passive layer and bulk corrosion
behaviour are reviewed and discussed in detail. In addition, the importance of different corrosion
types for various medical implant applications is addressed in order to specify the significance of
every corrosion phenomenon in medical implants.
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1. Introduction

The need for biocompatible materials with a good combination of mechanical and
electrochemical properties has been always of great significance for manufacturing medical
implants, particularly load-bearing orthopaedic implants used for joint arthroplasty. Producing
implants that can enhance the longevity in the body is imperative which, in turn, can reduce the
possibility of implant failure; and hence, risky and expensive revision surgeries. Titanium and its
alloys have long been used for biomedical implant applications as they offer a favourable set of
properties including high specific strength, good biocompatibility and high corrosion resistance [1-
3]. In terms of osteogenesis, titanium and its alloys have been reported to possess the greatest
biocompatibility in comparison with the other biometals [4]. Nowadays, Ti-6Al-4V alloys are
extensively used for the manufacture of load-bearing orthopaedic implants such as hip stems that
are to live with the surrounding hard and soft tissues in the physiological media of the body [5,6].

Despite all the aforementioned advantages of Ti-6Al-4V alloy, research has identified some
concerns around the toxicity of aluminium and vanadium present in this alloy. Neurological
disorders, allergic reactions, Alzheimer’s disease and cytotoxicity are of some drawbacks associated
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with the release of Al and V into the body [7-11]. Also, from the mechanical behaviour perspective,
the Young’s modulus of Ti-6Al-4V is approximately 110 GPa [12] that is significantly higher than the
stiffness of the bone (typically 10-30 GPa) [5]. It is known that if there is a substantial discrepancy
between the stiffness of the implant and the adjacent bone, significant stress shielding can occur
under the mechanical loads of daily activities which can result in adverse effects such as bone loss,
implant loosening, and peri-prosthetic fracture [11,13-17].

In order to address the issues associated with the most commonly used alloy of Ti-6Al-4V, there
have been many efforts to develop a new class of titanium alloys (known as B-type titanium alloys)
with reduced levels of stiffness. Any alteration in the chemical composition of Ti alloys may lead to
stabilization of a certain phase and crystal structure: the high temperature Ti has a body-centered
cubic (BCC) crystal structure, 3-phase, while the low temperature phase (a) displays a hexagonal
close-packed (HCP) structure (e.g.,, CP Ti) and the combination of the two phases (a + ) (e.g.,
Ti-6Al-4V) [18]. The -type titanium alloys containing beta-stabilizing elements (e.g., Nb, Ta and Zr)
exhibit many advantages such as lower Young’s moduli that are closer to that of the human bone
(which can mitigate bone loss and implant loosening due to stress shielding), non-allergic and
non-toxic elements such as Nb, Ta and Zr, excellent corrosion resistance due to the formation of
more stable oxide layers and good biocompatibility [19,20]. Body fluid present in the immediate
vicinity of implants contains organic and inorganic solutions of cations Mg?, Ca*, Na*, K*, and
anions SO«?-, Cl-, HCOs-, H2POs. Also, from the corrosion science perspective, due to the presence
of such ions, the pH of body fluid may fluctuate from acidic to alkaline; and this can cause the open
circuit potential (Eoc) to have different values in various parts of the implant surface. Hence, the
adequate driving force of localized corrosion may increase which can speed up the degradation of
the implant material [21].

Titanium alloys spontaneously form a passive oxide layer (mainly TiOz) that, to some extent,
can protect these alloys against corrosion because of its thermodynamic stability, chemical inertia,
and low solubility in the body fluids [22]. However, severe corrosion can occur when this passive
oxide layer is mechanically disrupted. In such situations, aggressive Cl- ions may attack the implant
material surface. For instance, fretting wear is known to occur at the interface of modular junctions
(for example, head-neck taper junction of hip implants) due to relative micro-motions [23-26]. The
fretting wear disrupts the passive oxide layer causing corrosion to occur in the alloy in vivo.
Moreover, it is important to mention that metallic ions released due to the corrosion process can
cause adverse reactions in the body resulting in implant revision surgeries due to the release of toxic
ions in the body [23,27-29].

Now that new generation Ti alloys have been already developed with lower Young’s moduli
(much closer to bone when compared to widely used Ti-6Al-4V) and that they have shown good
biocompatibility, it is important to review their corrosion behaviour and electrochemical
characteristics. There are various groups of new generation titanium alloys that may offer different
levels of corrosion resistance in the body fluid depending on their chemistry (alloying elements and
their amounts), and fabrication methods. Therefore, this review aims to provide useful information
on the corrosion response of various Ti alloys that are increasingly being developed for the next
generation medical implants.

2. In Vitro Electrochemical Corrosion Testing Procedures

The electrochemical corrosion testing procedures used for biometals (including low stiffness
titanium alloys) involve several various parameters and testing methods depending on the
objectives of the experimental work. Potentiodynamic polarization, electrochemical impedance
spectroscopy (EIS), open circuit potential (OCP) and other corrosion testing procedures can be
applied in order to assess the corrosion behaviour. In addition, parameters such as time of exposure,
corrosion medium or solution (electrolyte), pH and the electrolyte temperature can significantly
affect the corrosion behaviour of titanium alloys due to the sensitivity of their passive oxide layer.
Moreover, microstructural observations of the surface after anodization along with X-ray diffraction
(XRD), energy-dispersive X-ray spectroscopy (EDS) and X-ray photoelectron spectroscopy (XPS)
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examinations can help scientists and researchers to explore corrosion mechanisms and the formation
of passive layers with their chemical compositions.

Owing to their passive oxide layer, titanium-based alloys are resistant to some organic acids; for
example, lactic acid and acetic acid. However, they can be corroded by some others such as citric
acid [30,31]. Among halide anions, fluoride ions can more strongly cause dissolution of the passive
oxide layer in titanium-based alloys [32]. It is known that fluoride ions are aggressive and they may
cause pitting and crevice corrosion in dental implants [33]. Many commercial oral rinses include
significant amounts of fluoride which can affect the electrochemical behaviour of orthodontic
implants made of titanium alloys [23]. In a study by Li et al. [34], the effect of fluoride on the
electrochemical parameters of Ti-24Nb-4Zr-85n (3-type Ti2448) alloy was examined in artificial
saliva. Further increase of F- from (0.1 to 1%) degraded the corrosion resistance of the alloy. Also,
all the corrosion resistance parameters extracted from the EIS measurements such as Rs (solution
resistance), Ro (resistance of the inner barrier oxide layer) and Rp (resistance of the outer porous
oxide layer) decreased and were in good agreement with Tafel diagram. Also, NaF concentration
was found to influence the protective behaviour of the passive layer onto Ti-6Al-4V causing an
increase in the corrosion current density in salvia solution [35]. Also, Huang [35] reported that the
electrochemical properties of Ti-6Al-4V alter not only with the fluoride content, but also with the pH
and the immersion time in Ringer’s solution. Robin and Carvalho [36] investigated the passivation of
CP-Ti, Ti-13Nb-13Zr, Ti-5Nb-13Zr and Ti-20Nb-13Zr alloys for a pH range (2-7.5) in a Ringer’s
solution with (1000 ppm) and without fluoride anions. The corrosion resistance parameters of the
tested alloys reduced with a further increase of F- and decrease of pH. Also, according to the OCP
and Bode diagrams, Ti-13Nb-13Zr showed a better corrosion resistance in comparison with the other
tested alloys because of a spontaneous stable oxide layer (TiOz) formed on its surface. Although the
chemical stability of Ti-Nb alloys is high (because of their excellent passive layer behaviour [37]), an
increase in pH, in acidification of the Ringer’s solution from pH 7.5 to pH 0.5 resulted in negative
corrosion potential shifts. The addition of NaCl further exacerbated the corrosion resistance [38—42].

Surface microstructural characterization of 3-type Ti alloys after electrochemical tests in various
simulated body fluid solutions play an important role in verifying the corrosion test results. These
observations can reveal corrosion aspects of the surface such as thickness of the passive layer,
corrosion product phases and compounds, pitting and corrosion mechanism. Figure 1 shows
scanning electron microscope (SEM) images of a Ti-24Nb-4Zr-85n alloy after immersion in 0.9%
NaCl solution for various durations (24, 72, and 168 h) [36]. The results showed that the surface of
the alloy after 24 h included a passive layer with no corrosion attack which was in agreement with
the Bode diagram (Figure 2) so that the modulus of impedance at 0.01 Hz frequency increased after
24 h immersion and the phase angle at intermediate to low frequencies was closer to more negative
angles in the Bode-phase diagram [43].

Figure 1. Scanning electron microscope (SEM) images of Ti-24Nb-4Zr-85n alloy after immersion in
0.9% NaCl solution at 37 °C for: (a) 24 h, (b) 72 h, and (c) 168 h [43].
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Figure 2. Electrochemical impedance spectroscopy (EIS) spectra of Ti-24Nb-4Zr-85n alloy at different
immersion hours in 0.9% NaCl solution [43].

SEM images of a biomedical 3-type TiNbZrFe alloy after electrochemical testing in 0.9% NaCl
and 0.2% NaF solutions showed that the deep corrosion pits in non-SMAT (surface mechanical
attrition treated) samples were distributed densely on the surface which was verified with more
fluctuations of the anodic branch of the Tafel diagram and the higher corrosion current density.
However, the SMAT sample was covered completely with the passive oxide layer [44]. Atapour et al.
[40] used secondary electron SEM micrographs of Ti-13Mo-7Zr-3Fe (as-received a + () and
(metastable ) samples after 50 h immersion in 5 M HCI at 37 °C. As can be seen in Figure 3a,c, the
surface of the as-received a + 8 alloy after immersion shows that the 3 phase is preferentially
dissolved, while in Figure 3b, as-received a + 3 includes no significant attack of the a phase and not
even in grain boundaries which are more susceptible to corrosion due to having less density and
more disorder on the atomic scale. Also, they concluded that once the attack initiated in the
two-phase alloy (as-received o + 3), the 3 phase seems to be more susceptible to dissolution than the
a phase. In addition, the significant conclusion was that the localized galvanic series of o and 3
phases causes preferential corrosion of the ( phase due to the presence of vanadium (V) as a
beta-stabilizer element in Ti-6Al-4V alloy, and this is the main reason for higher corrosion rate of
Ti-6Al-4V in comparison with Ti-13Mo-7Zr-3Fe (TMZF) (Figure 3c) [40].
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Figure 3. Secondary electron SEM micrograph of Ti-13Mo-7Zr-3Fe: (a) as-received a + {3, (b)
metastable (3, following 50 h immersion in 5 M HCI at 37 °C, and (c) secondary electron SEM
micrograph of the surface corrosion aspects of Ti-6Al-4V ELI (extra-low interstitial) after 50 h
immersion in 5 M HCl at 37 °C [40].

In a study by Lu et al. [45], the effect of & and (3 precipitations on the corrosion behaviour of
B-type Ti-5Al-3Zr-4Mo-4Cr-4V alloy (Ti-1300) was investigated. Similar to the conclusion of [40], it
was observed that both the equiaxed (the equiaxed microstructure of Ti-1300 alloy presents mainly
relatively large equiaxed [(-grains)/lamellar (the lamellar microstructure for Ti-1300 alloy is
dominated by large quantities of precipitates as a phase and retained 3 phase) microstructures
undergo a preferential corrosion degradation of a phase and the a + 3 interphase boundaries which
create localized micro galvanic series between a and 3 phases (Figure 4a,b).

Figure 4. SEM morphologies of Ti-1300 (Ti-5Al-3Zr-4Mo-4Cr-4V) surface in 5 M HCl solution: (a)
lamellar, and (b) equiaxed microstructure [45].
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It is important to note that many previous investigations on the corrosion behaviour of p-type
titanium alloys (for biomedical applications) focused on the alloy composition only in one solution.
As discussed previously, pH is an important factor which varies in various solutions. Hence, every
solution may impose a different electrochemical result on an individual alloy and studying different
simulated body fluid solutions would better exhibit the role of solution components on the
biomedical corrosion procedure in these alloys.

Cheng-hao et al. [46] studied the corrosion characteristics of Ti-6Al-4V alloy in different
simulated body fluids including Ringer’s solution (NaCl 8.5, KCI 0.2, CaClz 0.2, NaHCO:s 1.1 g/L),
phosphate-buffered saline (PBS) solution (NaCl 8.0, KCI 0.2, NazHPOs 1.15, KH2POs 0.2 g/L) and
Hank’s solution (NaCl 0.8, KCl 0.4, CaCl> 0.14, NaHCOs 0.35, CsH1206 1.0, MgCl.. 6H20 0.1,
MgSO47H20 0.06, Na2HPOs4 0.06, KH2POs 0.06 g/L) with different pH values. It was indicated that
the order of corrosion rate (from highest to lowest) is in Ringer’s solution, PBS solution and Hank’s
solution, respectively. It is reported that Na2HPOs and KH2POs react with the metal surface and act
as inhibitor by formation of a passive layer for the Hank’s solution. Also, a further reduction of pH
decreases the corrosion resistance of the alloy in all the solutions (Table 1).

Table 1. Corrosion current densities in different simulated body fluids for Ti-6Al-4V [46].

Hank'’s Ringer’s
luti PBS (pH7.2
Solution SPH72 (720 " pH72  pHS55 pH35
Corrosion Current Density (nA/Cm?) 31.31 24.8 38.13 58.5 76.45

Also, different simulated body fluids were used by Hasena et al. [47] in order to evaluate the
electrochemical behaviour of NiTi alloy. Figure 5 exhibits the OCP (open circuit potential) of all the
tested solutions. Higher CI- concentrations at 37 °C caused the most active potentials in HBSS
(Hank’s balanced salt solution), Ringer’s solutions and the noblest (-291 mV) for HBSS after 3600 s
exposure time. Also, it is claimed that in Hank’s solution with pH ranging from 1 to 9, the corrosion
rate is highly affected by a further decrease in pH [48]. Many authors [49-51], explained that the
Ringer’s solution seems to be more aggressive due to more concentrations of CI- ions. It is
recommended to refer to Tas’s work [52] for detailed reports on the effect of different ions on the
corrosion rate of the tested alloys for each simulated body fluid solution.

0-
i Hanks
50 | HBSS
i ——8SBF
-100 ~ Ringer
-150 —\ NaCl
8 -200 4 —
< _\
£ 250 —~————
E 4
= _300
L J
£ o
i HBSS 7.40
-400 4 SBF 753
1 Ringer 5.92
-450 + NaCl0.9% 5.50
-500 —
0 500 1000 1500 2000 2500 3000 3500
Time (s)

Figure 5. Open circuit potentials (OCP) in different simulated body fluids at 37 °C and in 0.9% NaCl
at 25 °C [47].
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3. Fabrication Process

The corrosion and electrochemical behaviour of two distinct alloys with the same chemical
composition but different manufacturing processes may be different. Various heat treatments and
mechanical processes of Ti alloys including ageing and cold working are expected to influence the
microstructure and alloy distribution with a direct consequence on their corrosion behaviour. Also,
surface treatments such as anodizing and coatings can inventively alter the electrical current density
passing through the bulk material [53-55]. Yun Bai et al. [56] showed that wrought Ti-6Al-4V has
greater corrosion rate than electron beam melting (EBM)-produced Ti-6Al-4V. EBM-produced
Ti-6Al-4V mainly consists of a and (3 phases, with a higher volume of 3 phase and much refined
lamellar o/ phases and it was found that localized micro galvanic cells produced by a and 3 phases
degrade the corrosion resistance of EBM-produced Ti-6Al-4V. In a study by Buciumeanu et al. [57],
three different fabrication processes including casting, powder metallurgy (hot pressing, HP) and
laser engineered net shaping (LENS) were used for Ti-6Al-4V specimens. The OCP measurements of
HP, LENS and cast Ti-6Al-4V alloy were around —-0.25 V, -0.03 V and -0.36 V, respectively. Hence,
the LENS samples were found to have a better corrosion protection than the other two processes.
This characteristic was attributed to the very high and localized cooling rates during the LENS
process resulting in higher hardness and slight chemistry variation in the material.

Potentiodynamic polarization tests were performed for two deformed Ti-15Zr-12Nb alloys
including: warm rolling (WR) at 660 °C for 1 h up to the 95% thickness reduction, and hot rolling
(HR) from 880 °C to 660 °C up to the 70% thickness reduction using a multi-pass rolling process [58].
It is indicated that the HR sample with a coarse lamellar structure has higher corrosion current
density (0.9976 mA/cm?) compared to the WR sample (0.8179 mA/cm?) with an ultra-fine
microstructure and formation of more stable and passive surface layer. Also, in a study by Li et al.
[59], corrosion characterization of two Ti-24Nb-2Zr (at. %) samples were investigated. Both samples
were 75% deformed and then annealed at 800 °C for 1 h, one of them was also aged at 300 °C for 1 h.
The electrochemical tests were performed to make a comparison against CP Ti alloy. The both
deformed samples had higher passive current densities than CP Ti due to the precipitation of w
phase during the deformation and ageing processes which significantly destabilize the passive oxide
film [56]. According to the results of [58,59], not any deformation procedure can improve the
corrosion resistance of (3 type Ti alloys. There are a range of parameters such as deformation percent,
annealing temperature and the texture of refined grains (e.g., uniform orientation) can affect the
electrochemical behaviour of the alloy.

Five treated Ti-29Nb-13Ta-4.6Zr specimens were tested [60] namely: 87.5% cold-rolled
titanium-niobium-tantalum-zirconium (TNTZcr), solutionized at 790 °C for 1 h (TNTZsr), TNTZsr
aged at 400 °C for 72 h, multi-step-thermo-mechanical treatment (TNTZmut), where the cold rolling
(CR) and solution treatment (ST) were repeated 4 times, TNTZmut aged at 400 °C for 72 h. and
hot-swaged Ti-30Nb-10Ta-5Zr, which has 0.2% O and mirror surface produced by buff polishing.
Figure 6 shows a higher level of corrosion resistance for the aged (TNTZmus) and deformed
(TNTZcr) samples when compared to the TNTZsr and TNTZsr aged at 400 °C. It is also shown that
the critical current densities (Ic) and passive current densities (Ip) are at lowest for the TNTZmut aged
and TNTZmuti samples.
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Figure 6. Anodic polarization curves of TNTZsr (Ti-29Nb-13Ta-4.6Zr), TNTZst aged at 673 K for
259.2 ks TNTZmuti, TNTZmuti aged at 673 K for 259.2 ks and hot swaged Ti-30Nb-10Ta-5Zr in 5% HCl
solution at 310 K [60].

Two Ti-1.45A1-6.62Mo-4.53Fe-0.140 samples were solution treated at different temperatures of
750 °C (equiaxed B-grain structure with almost needle-like morphology of 10% primary a-phase)
and 650 °C (equiaxed (-grain structure with almost needle-like morphology of 15% primary
a-phase) for 30 min; and subsequently, both the samples were aged treated at 500 °C for 4 h.
Through a comprehensive corrosion study, it was reported that the higher corrosion rate of 650 °C
sample was due to the greater concentration of the a-phase which makes a local galvanic cell
between the a and 8 phases [61]. It is important to note that thermal and mechanical treatments may
alter the microstructure and phases in Ti alloys including {3 type Ti alloys. Therefore, the effect of
these thermal and mechanical treatments on the corrosion behaviour of beta titanium alloys can be
as important as the chemical composition. The corrosion current density reported in the literature
[58] is (2 x 102 mA-cm™) for the 650 °C sample which is about 34 times greater than that of 750 °C (5.9
x 10 mA-cm™). It is thus indicated that a 100 °C increase in the solutionizing temperature of two
equal alloys can greatly change the corrosion behaviour so that this might not happen even if the
samples were made of two distinct precursors and initial composition. In another investigation [62],
Ti-40Ta-22H{-11.7Zr (TTHZ) beta Ti alloys were prepared in six samples, namely: as cast, ST
(solution treated) and the other samples were then aged (STA) at 300 °C for 15 min, 1.5 h, 12 h and 24
h in argon, followed by air cooling (STA-15 min, STA-1.5 h, STA-12 h and STA-24 h), respectively. It
was found that the ST sample has the best corrosion resistance consisting of a single beta phase, and
with a further increase in ageing time, the a phase grows and the corrosion resistance decreases.
Also, the STA-15 min sample had a small amount of a” phase and 3 phase transformed into an «”
phase without diffusion, so the corrosion resistance of the alloy tended to be the same as that in the
solid solution due to the close thermodynamic properties of a” to 3 phase which is the middle state
of transition of a to B. Nishimura et al. [63] explained that the ageing heat treatment created o phase
precipitations in the (3 phase of solutionized Ti-10Mn alloys which act as anodic particles [63].
Finally, the dissolution priority for a and (3 phases seems to be different in their various
combinations. The single a phase is less corrosion resistant than 3 phase. However, according to
[37], once the attack initiated in the two-phase (as-received o + {3) alloy, the 3 phase appeared to be
less resistant to continued dissolution than the a phase.
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4. Chemical Composition

Admittedly, in order to achieve a superior biocompatible medical implant material, a
comprehensive corrosion study is needed on the electrochemical reactions of the material with the
synthetic physiological solutions [64,65]. Like other alloys, the electrochemical behaviour of beta
titanium alloys depends, to a great extent, on many parameters such as electrolyte, microstructure
and importantly chemical composition of the alloy (alloying elements and their amounts) [63,66,67].
Chemical composition is a major parameter which can influence the corrosion resistance of titanium
alloys including new beta type titanium alloys. For instance, small additions of indium (In) to a
beta-type Ti-Nb alloy (tested in Ringer’s solution) do not yield any negative effect on the corrosion
behaviour and it was reported that a further addition of indium will enhance the corrosion
resistance of the alloy [68]. Further addition of ruthenium (Ru) to Ti-20Nb-xRu (x =0, 0.5, 1.0, 1.5 at.
%) improves the corrosion resistance of this beta titanium alloy. The potentiodynamic polarization
curves of Ru added samples in comparison to Ti-6Al-4V and CP Ti are presented in Figure 7.
Approximately a 0.23 V difference in the corrosion potential of the Ru-free sample to nobler amounts
and 1.6 V shift in comparison to the CP Ti and Ti-6Al-4V show a relatively better corrosion resistance
[69].

N
1

Potential Vs. SCE (V)
=

1.0E-10 1.0E-08 1.0E-06 1.0E-04

Current Density (A/cm?2)
—Ti-6Al-4Y  ==eee-- CPTi = (0.0Ru
----—- 0.5Ru (0): 1T J— 1.5Ru

Figure 7. Representative potentiodynamic polarization curves of titanium alloys in Hank’s balanced
salt solution (HBSS) [69].

An electrochemical study was performed on the corrosion behaviour of two beta-type titanium
alloys namely Ti-15Mo (TiMo) and Ti-29Nb-13Ta-4.6Zr (TNTZ) [70]. After one hour of immersion in
Hank’s solution, the measured OCP for TiMo and TNTZ were —320 and -260 mV, respectively. This
nobler potential of TNTZ beta titanium alloys related to the alloying elements increases the
corrosion resistance. Using electrochemical impedance spectroscopy (EIS), the passivation
behaviour of Ti-15Mo (TiMo) and Ti-29Nb-13Ta-4.6Zr (TNTZ) alloys was characterised. TNTZ
showed two time constants at higher potentials, indicating the presence of two passive layers,
namely an inner layer for corrosion resistance and an outer porous layer. Therefore, TNTZ seems to
act better in orthopaedic applications [68]. Many authors have delved deeply in the electrochemical
properties of low modulus Ti alloys including beta phase [71-77]. The Ti passive layer acts as a
protective layer in various aqueous environments and its reaction in H20 is as follows:

Ti + H20 [=] Ti(OH)s + 2H:

Many alloying elements in titanium alloys lead to a better corrosion and electrochemical
behaviour, and this greatly depends on the pH value of the environment. The oxide layer properties
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formed on the surface of Ti alloys highly depend on the alloying elements present in the passive
layer. Factors such as diffusion rate of the alloying element ions in the passive oxide film and mutual
solubility can specify the strength and stability of the surface film on Ti alloys [78-82].
Metikos-Hukovi¢ et al. [82] showed that the alloying of titanium with elements of higher valence
electrons such as Nb (Ti-6Al-4V vs. Ti-6Al-6Nb) can cause the stabilization of the passive film and
elimination of anion vacancies. The presence of Nb> cations increases the number of oxygen ions,
which cancel out the anion vacancies and make the film less defective [83]. The disappearance of the
anion vacancies lowers the diffusion rates across the passive layer.

Also, the formation of intermetallic precipitates may provide susceptible sites for localized
corrosion and stabilization of an a/p phase structure which may result in a lower homogeneity in the
passive layer; and consequently, lowering the breakdown potential of the passive layer [84,85].

Titanium-zirconium-molybdenum (TZM), as a functional alloy is not only used in biomedical
applications but also in many other industrial applications. Hence, the electrolyte used for corrosion
investigations for this alloy is mostly ordinary NaCl and NaOH solutions [86-88]. Zirconium has
excellent solid solubility in titanium due to its near electrochemical and mechanical aspects to
titanium. Therefore, alloying these two elements can lead to an improvement in the corrosion and
mechanical behaviour of the alloy [89,90]. Any increase of molybdenum may lead to a decrease in
[-transus temperature, and Mo has a higher {3 stabilizing impact on the TZM than Zr [91].

A common version of TZM alloys is lanthanum-doped titanium-zirconium-molybdenum
(La-TZM) alloy with considerable properties such as high temperature oxidation, and better
mechanical and physical functions. This wide range of features of La-TZM alloy have encouraged
many scientists to investigate its corrosion behaviour too [92-98]. Deng et al. [98] showed that
alloying lanthanum in TZM degrades the corrosion resistance. Since the corrosion potential
difference of La and other alloying elements in La-TZM alloy is high, the micro galvanic cell series
created by this potential difference in the alloy matrix can easily cause the initiation of pits on the
surface leading to intergranular corrosion. Lanthanum plays the role of the second-phase particle
which includes a nobler potential than the Mo matrix and spoils the integration of the oxide passive
layer on the surface. Also, in Figure 8, it is shown that no significant passivation behaviour in the
anodic branch of La-TZM alloy occurs while the passivation behaviour of the TZM is obviously
illustrated by the reduction in the current density around —4 A/cm?. In another research [99], it is
indicated that the corrosion resistance of TZM is better than La-TZM in alkaline and neutral
environments including Cl- and OH-; while, on the contrary, the La-TZM shows a higher corrosion
resistance than TZM in acidic media. Also, Hu et al. [99] indicated that the Cl- concentration is of
great importance to evaluate the corrosion behaviour of TZM alloy. They showed that TZM alloys
have a good corrosion resistance in 0.5 mol/L or 1.5 mol/L CI- concentrations.

1.0
—TZM
La-TZM
05|
~ 00Ff
2
=
S
=
g -0.5
-
1.0 F
10%
_1.5 L 1 i 1 L 1 " 1 " 1 n 1 " 1 L 1
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Figure 8. Potentiodynamic polarization curves of TZM and La-TZM alloys [98].
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Quaternary TNTZ (titanium-niobium-tantalum-zirconium) alloys were developed in the
1990’s [100]. These alloying elements improved the mechanical and corrosion behaviour of low
modulus beta titanium alloys for biomedical applications. Nb is known as a [-stabilizer having a
significant role in the spontaneous passivation of the alloy [101]. Also, from a microstructural point
of view, a significant reduction of P-transus temperature seems to be present for the higher
[-stabilizer content in some implants which include niobium in their composition [102,103]. Zr
improves the passivity and lowers the active electrochemical reaction of the o phase of titanium [66]
and Ta is considered as an element with an excellent capability in formation of passive oxide layer
(Ta20s) [104]. The most notable feature of TNTZ alloys, which improves its passive layer corrosion
potential breakdown point in comparison with the other ternary and low modulus beta titanium
alloys, is the strong bonding and adherence of their passive layers, near the corrosion potential of the
alloying elements [105,106]. In a study reported by [107], it is shown that in Ti-20Nb-10Zr-5Ta alloy,
Zr had the greatest influence on reducing the open circuit potential to more negative values and
achieving a better protective passive layer behaviour. MiloSev et al. [19] showed that addition of
oxygen to TNT alloys may increase the chemical solubility of Ti due to its strong [B-stabilizing effect
and they tested the corrosion current density (0.045 pA/cm?). Also, they reported that the
incorporation of different alloying oxides in the surface layer is the main reason of improvement in
the corrosion behaviour of Ti-20Nb-10Zr-5Ta alloys.

The other biomedical low modulus beta type titanium alloys of great interest are the ternary
TNZ (Titanium-Niobium-Zirconium) alloys. Robin et al. [36] showed that the corrosion resistance of
Ti-13Nb-13Zr alloy is a little higher than Ti-5Nb-13Zr and Ti-20Nb-13Zr alloys in the Ringer’s
solution excluding fluorides, and discussed that this is due to the lower Nb content of a-phase in
Ti-13Nb-13Zr. In a TNZ system, Nb and Zr encourage the suppression of O: evolution and cease the
cathodic electron transfer reaction and can lower the active anodic dissolution reactions in the
system [108]. Huang et al. [109] compared two alloys of Ti-13Nb-13Zr and Ti-15Mo, and concluded
that Ti-13Nb-13Zr has a superior anticorrosion performance because of the Nb alloying element
which annihilates the anion vacancies in the crystal lattice of the TiO2 passive layer, which is due to
the formation of covalent bonds among Nb, Zr and Ti (4d3, 4d2, 3d2) respectively [66]. Also,
Macdonald [110] presented the theory of the point defect model in surface layer whose presence can
cause heterogeneity of passive layer and degradation of corrosion resistance [110]. Hence, Nb%*
particles can situate in the crystal lattice of TiO2 and fill the anion vacancies which results in lower
defects and higher corrosion resistance [82].

An important ternary and quaternary group of beta titanium alloys including Sn alloying
element has emerged recently. A study on Ti-32Nb-25n and Ti-32Nb-45n concluded that the higher
Sn content improves the corrosion behaviour due to the higher passive layer quality [110]. Also, it
must be considered that the Sn content up to 4 wt% to 6 wt% may cause cytotoxic effects in the
human body and, therefore, further investigations should be undertaken [111]. Bai et al. [2] reported
that Sn included beta titanium alloys show a wide range of passivation on anodic branch of Tafel
diagram and it is a superior feature of these alloys.

5. General Significations of Corrosion

The complicated electrolytic behaviour of body fluid including a combination of attacking
corrosion components creates an aggressive media for biomedical implants. Hence, controlling and
improving the corrosion resistance of medical implants seems to be a significant concern in the
manufacturing process of implants [112]. In spite of electrochemical parameters, mechanical
deformation affects the corrosion rate as seen in [113] where a further amount of cold rolling
lowered the corrosion rate. Thermodynamics and kinetics are the main two features of the
electrochemical corrosion phenomenon. Thermodynamics specifies the oxidation-reduction
reactions of the implant material adjacent to the body fluid media and the kinetics evaluates the
probability of occurrence of reactions [114]. Common types of corrosion that can occur in beta type
titanium alloys (when used in implants) are fretting, galvanic, pitting/crevice and uniform corrosion
[115]. In an implant such as hip joint implants of which all the surface is in contact with the body
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tissues and fluids, the uniform corrosion is of great concern and pH variations can play a significant
role in the corrosion degradation. Also, surface treatments and the thermodynamic stability and
high adherence of the passive layer may control this type of corrosion [116]. In addition, fretting and
wear corrosion must be considered in modular implants where metallic parts have direct contact
(e.g., taper junction of hip implants). With regard to the advancement and development of low
modulus beta titanium alloys, it is expected that successful implant materials withstand long-term
uniform corrosion with corrosion rate of less than 1 um/year [117]. For dental implants, pitting and
galvanic corrosion should be more investigated since food debris is always deposited and can make
a localized galvanic series following pitting corrosion [118]. Moreover, it is important to perform
microstructural evaluations along with ordinary corrosion testing procedures when investigating
pitting and galvanic corrosion in dental implant materials. Surface images of dental implants and
any other implants susceptible to pitting corrosion can provide useful data about the morphology,
distribution, depth and number of defects. Hence, further experiments would be more reliable and
authentic.

6. Conclusions

In this review, low modulus p-type titanium alloys were investigated from a corrosion
behaviour point of view. The important parameters that can affect the electrochemical and corrosion
behaviour of these alloys were discussed. Investigations on the development of a suitable
microstructure with optimal mechanical properties have been performed to design and fabricate low
modulus -type Ti-based alloys for medical implant applications. However, less attention has been
paid to the electrochemical and corrosion behaviour of these new generation titanium alloys.
Toxicity of biomedical implants depends, to a great extent, on the ion release rate of the alloy into the
body which passes through the surface passive layer. Hence, the microstructure and composition of
the passive layer and its adhesion and stability should be carefully evaluated in these alloys. Also,
surface treatments and anodizing can greatly improve the quality of passive layers but the chemical
composition of the surface coatings should be non-toxic. Surface microstructural observations of
beta type Ti alloys after electrochemical tests in various simulated body fluid solutions play an
important role in verifying corrosion test results. These observations can also reveal more data as to
other corrosion aspects of the surface such as thickness of the passive layer, corroded phases and
particles, pitting attacked areas and corrosion mechanism of the bulk. It is important to note that the
physical and mechanical changes in beta-type Ti alloys may alter the microstructure and phases.
Therefore, the effect of these physical (heat) and mechanical treatments on the corrosion behaviour
of beta titanium alloys may be as important as the chemical composition. Also, the amount of & and
[ phases in the microstructure and their interaction and dissolution can affect the corrosion
resistance. It is important to mention that various physical and mechanical treatments of beta
titanium alloys directly affect the interaction and distribution of & and 3 phases which these phases
not only alter the corrosion behaviour in the bulk material but also play an important role on the
surface passive layer of implants.

Dissolution priority for the a and f phases seems to be different in their various combinations.
The single a phase is less corrosion resistant than § phase. However, once the attack has initiated in
the two-phase (a + {3), the p phase appears to be less resistant to continued dissolution when
compared to the a phase. It is suggested that more investigations should be performed on the
corrosion resistance of o and [3 phases (separately and as mixed). Suitable amounts of a and (3 phases
should be created in the microstructure of beta-titanium alloys including various alloying elements
in order to have a high corrosion resistance and a stable surface passive layer. Afterwards, other
physical, mechanical and chemical treatments such as surface treatment, heat treatments (e.g.,
ageing, solutionizing, and hardening) and various alloy fabrication processes should be taken into
account.
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