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Abstract

:

In the field of surface treatment, laser colour marking can be used to produce coloured marks on the surfaces of metals. Laser colour markings can be applied to various materials, but on titanium alloys a wide spectra of vivid colours can be achieved. This study presents an analysis of the corrosion properties of laser treated surfaces that were exposed to aggressive environments. Different samples were prepared with laser light of various power intensities and processing speeds. The samples were prepared on low alloyed Ti. Electrochemical, spectroscopic and microstructural analyses were conducted in order to study the properties of the laser treated surfaces. Corrosion testing showed different effects of laser power and production speed on the properties of the laser treated surfaces. It was shown that a high intensity and slow processing rate affect the surfaces by forming oxides that are relatively stable in a corrosive environment of 0.1 M NaCl. Spectroscopic investigations including scanning electron microscopy (SEM) and X-ray photoelectron spectroscopy (XPS) analyses showed the differences in chemical structure of the surface layer formed after laser treatment. Similarly, microstructural investigations showed different effects on the surface and sub-surface layer of the laser treated samples.
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1. Introduction


The aims of this study were to study the properties of laser treated Ti surfaces and to study the effect on corrosion resistivity in a 0.1 M NaCl solution.



The marking of surfaces is widely used in industry in order to distinguish industrial products from each other or to provide certain information to the customers through bar codes or similar marks [1,2]. Some producers use marking to distinguish their original parts. Marking can be completed on plastics and different metals [3,4,5,6,7,8,9,10,11,12]. On certain metals and/or alloys, like stainless steels, nickel alloys, chrome plated steel, aluminium and titanium alloys, marks of different colours can be obtained [5,6,7,8,9,10,11,12]. This effect is generally used in the automotive, electronics, telecommunications and pharmaceutical industries for general consumer goods and high-end products, for decorative purpose and advertising, in the production of jewellery and even art [12,13,14,15,16,17,18,19,20].



There are various technologies used to produce markings, including printing, plasma treatment [11,21], electrochemical treatment, magnetron sputtering, micro-arc oxidation [22,23], anodising [1,8,24], cold spray [17] and laser induced oxidation [1,2,9,25]. The most important advantages of laser induced oxidation are that the process is non-contact and that the marking of smaller surfaces can be made fast at relatively low cost. The produced markings are very sharp, reproducible and precise. Another benefit is that the process enables flexible change of marking colours on the fly with respect to laser processing parameters [6,13,14,15,16].



Titanium and its alloys have several specific properties, like good strength to weight ratio, high strength, good chemical stability, high temperature stability, biocompatibility, corrosion resistance and resistance to fatigue and wear, and can be heat treated or surface treated in order to achieve particular hardness and strength [11,26].



Laser induced oxidation of metals is a gaseous high-temperature corrosion process, where thin layers of oxides or other more complex oxidation formations are formed. With this process, different colours can be produced on the titanium surface. During laser oxidation, titanium oxides are formed at the surface if the marking is carried out in an oxidative atmosphere. Titanium oxides are not expensive, biocompatible, non-toxic and mechanically and chemically stable [16]. On the surfaces, there are thin layers present in the form of anatase, brookite, rutile or in the amorphous phase [6,13,16]. In the white light spectrum, they are highly transparent and exhibit a wide spectrum of vivid colours as a result of the interference between white light and the borders between different phases. The obtained colours depend on the thickness of the oxide layer, refractive index and the interference between light and incidence angle [6,13,15,27]. There are many laser parameters, such as pulse duration, pulse repetition rate, pulse energy, focal position of laser beam and processing parameters, such as scanning speed, hatching distance, laser fluence and scanning strategy, that change the properties of the produced compounds and the thickness of the oxide layers. Among these parameters, the produced colours, i.e., layer thickness and its composition, are directly affected by scanning speed, while the reproducibility of colours is highly sensitive to hatching distance at constant laser parameters. Researchers have also noted that other parameters, such as material surface temperature and laser fluence, have an influence on the produced colour but are hard to control if the size and shape of the product is changing [6,13,14,15,16,28].



The reactions and their product compositions are based on thermodynamic data and kinetic coefficients. Since laser induced oxidation is usually done in an air atmosphere (mixture of gases), the processes are non-isothermal and thus the oxidation results are usually very complex. Different authors have reported that observed layers consisted of different titanium oxides, namely, TiO, TiO2, Ti2O and Ti2O3 [6,7,12,16]. Adams et al. [29] performed the analysis using nanosecond fibre laser marking of titanium grade 2. They reported that the surface coating is made of three layers, TiO2 (top), TiO (middle) and a bottom layer, which is an inhomogeneous mixture of Ti, O and N, from which only the two top layers are optically transparent. Researchers have proposed two- and three-layer models of coatings, where the three-layer model is made of (TiO2/TiO/Ti6O + TiOxN1−x) [6,16]. Some authors also pointed out a TiN phase and its influence on the mechanical properties of the surface [13]. Antonzcak et al. [16] studied the presence of nitrogen compounds and the existence of nonstoichiometric factors (TiN0.26, TiN0.22O0.78 and TiO0.892) using X-ray photoelectron spectroscopy (XPS) and X-ray diffraction (XRD) analyses. They showed that the top layer of the coating is not made of pure TiO2 [16].



Perez del Pino et al. [7] reported that they obtained a coating layer thickness of between 0.1 and 10 µm, and that the thickness depends on the laser fluence. Adams et al. [29] showed that the visually transparent part of the coating layer is made of TiO2 and TiO, and its thickness is between 10 and 120 nm.



Analysis of the morphology showed that rapid heating and cooling of the surface during laser marking causes high temperature gradients, which cause the formation of a channel micro-crack network [13]. The micro-cracks have an influence on the diffusion rate of oxygen, they change the reaction speed and composition of the produced layer and its effect on corrosion resistance [15,30], and could cause the delamination problems if laser marking is done with inappropriate fluence. However, the adhesion between the oxide layer and the titanium surface is good, as stated by Akman et al. [13]. The scanning speed also has an influence on the grain size, which becomes larger if the scanning speed is smaller. Akman et al. [13] also showed that laser surface treatment has an influence on the scratch hardness, which becomes higher if the scanning speed is smaller. Antonzak et al. [16] showed that the values of the roughness parameters become smaller if the laser fluence increases. Such a layer hardens, thus as reported, the durability of titanium is reduced [31]. So far, corrosion testing has been performed on martensitic and austenitic stainless steels in Ringers’ solution in order to study the degradation of identification marks on surgical tools and prostheses [32].



In this study, different microstructural and spectroscopic investigations have been used to evaluate the effect of laser on Ti-based materials. XPS was used to study the surface properties of treated materials and the influence of the laser power and the scan rate of the laser. Electrochemical techniques, such as potentiodynamic and electrochemical impedance spectroscopy were used in order to study electrochemical properties of newly formed oxide films, as well as their stability in slightly saline solution simulating road conditions.




2. Materials and Methods


2.1. Preparation of Samples


Samples from low alloyed Ti were prepared in a shape of discs of Φ = 16 mm, cut from 1.5-mm-thick foil. Composition is given in Table 1. The studied Ti alloy is suited for automotive and other industrial applications [33]. It exhibits superior oxidation resistance at elevated temperatures compared to other commercially pure Ti [33].



Ti sheets were treated by shot-peening process using stainless steels beads (appearance of Fe and Cr). The samples were ultrasonically cleaned in ethanol for 3 min prior to laser treatment and prior to the measurements. Laser induced colour marking was done using a Speedy 400 flexx engraving machine (Trotec, Marchtrenk, Austria). The deflection of the laser beam on the desired surface of the substrate was completed using a CNC- computed numeric control) table. The colour marking was completed using a Yb glass fibre laser with a wavelength of 1064 nm, an average output power of up to 30 W, a peak power output of up to 15 kW, a pulse energy of 1 mJ, a pulse duration between 4 and 200 ns and beam quality factor M2 ≤ 1.5 (YLPN, IPG, Burbach, Germany-1-4x200-30-M). The constant colour marking parameters were a pulse repetition rate (PRR) at 35 kHz and defocus at −2 mm, with an air atmosphere present during marking that was done at 500 dpi. During the marking, the fibre laser power and marking speed changes according to Table 2.




2.2. Microstructural Examination


Samples for metallographic investigation were etched in a solution of 100 mL of H2O, 2 mL of HF and 5 mL of conc. HNO3 for 2 min. Shortly afterwards, an optical microscopy study was conducted at different magnifications. The number of inclusions was estimated at scans with a magnification of 20×.




2.3. Electrochemical Measurements


The test solution was 0.1 M NaCl. A three-electrode corrosion cell was used, with a volume of 350 cm3. The working electrode was embedded in a Teflon holder, and had an exposed area of 0.785 cm2. Reference 600+ (Gamry, Warminster, PA, USA) was used for electrochemical measurements. The short electrochemical tests were performed after 1-h stabilisation at open circuit potential (OCP) and included measuring of corrosion potential (1 h), electrochemical impedance spectroscopy (after 1.33 h) followed by potentiodynamic tests. Electrochemical impedance spectroscopy (EIS) measurements at 10 rms, seven points per decade and from 65 kHz to 1 mHz were conducted at open circuit potential. At the end of short-term measurements, the potentiodynamic measurements were performed starting from −0.25 V vs. OCP, and progressing in the anodic direction up to +2.0 V at a scan rate of 1 mV/s. For long-term experiments, EIS was conducted after 24 h and then weekly (1 week, 2 weeks and 3 weeks). All potentials are reported with respect to the saturated calomel electrode (SCE) scale. At least three measurements were performed in order to fulfil the statistical requirements for electrochemical testing [34]. After estimating the mean values of the logarithmic results of corrosion resistance, the measurement that had the closest value to the mean value from the set was chosen to be presented in the graphs.




2.4. Surface Analysis


X-ray photoelectron spectroscopic (XPS) analyses were performed on a PHI-TFA XPS (TFA XPS, Physical Electronics Inc., Chanhassen, MN, USA) instrument equipped with an Al-monochromatic X-ray source. The analysis area was 400 µm in diameter and I XPSHI the analysis depth was ~5 nm, which shows very high surface sensitivity of this method. In order to obtain the subsurface chemical composition, Ar-ion sputtering was performed in addition to XPS analyses. Signals of Ti 2p, O 1s, C 1s, Fe 2p, Si 2p and N 1s were collected during XPS depth profile analyses. An Ar-ion beam of 4 keV scanning over a 3 mm × 3 mm region on the surface was employed for depth profiling. The sputtering rate was estimated to be 1 nm/min measured on a reference sample of known thickness. By XPS depth profiling, a subsurface region of ~25 nm was analysed.



Scanning electron microscopy (SEM) was performed on a low vacuum JEOL 5500 LV scanning electron microscope (JEOL, Akishima, Japan), equipped with Oxford Inca (EDX) energy dispersive spectroscopy (Oxford Instrument Analytical, Abingdon, UK), in order to examine the alloy composition by using an accelerating voltage of 20 kV.





3. Results and Discussion


3.1. Light Mictroscopy and Microstructural Examination


The optical image of the studied surfaces is presented in Figure 1.



The colours were characteristic for high-temperature titanium oxides. The surface of the low alloyed Ti was mechanically treated after rolling the sheet metal (Figure 1a) by a shot peening process. The surface appearance of the laser marked Ti surface (laser 65_3) was lightly cracked (Figure 1b), as observed in a rectangle in Figure 1b. There was a significant number of impurities observed on the surface (Figure 1b). In the case of a higher production speed of a laser (Figure 1c), the surface layer was not completely melted. Traces of the original surface and minor cracks in all directions were visible (white rectangle in Figure 1c). When the laser beam with high power passed, multiple tiny cracks were formed on the surface (depicted in white rectangles in Figure 1d,e), which extended transversely to the direction of the laser beam passage. The cracks were more intensive when the power of the laser was increased and when the processing speed was lowered. The surface of the colour marked samples looked wavy, but this was not visible in the cross section (Figure 2). Cracking is, according to the literature, related to α-Ti phase formation, which is capable of dissolving ~33 at % oxygen and 23 at % nitrogen. This is reported as an oxygen-rich metallic layer, namely, Ti(O) interstitial solid [16].



Laser marked surfaces were metallographically examined in the cross section of the prepared surfaces on disc electrodes. The results are presented in Figure 2.



Low alloyed Ti has a typical microstructure with crystal grains oriented in all directions equally. The mechanical treatment induced the recrystallization layer, which is observed on low alloy Ti and is approximately 11 µm thick. When the surface is laser treated, the heat, produced by the laser, affects the microstructure in the upper layers to some extent. Cross-sectional examination of laser treated surfaces showed that the intensity (power) affects the depth of the changed microstructure. In addition, the effect varies with the production speed of the laser, where the depths of the affected microstructure in µm are presented in Figure 2f. The most affected microstructure, thus, was the microstructure below a surface of low alloyed Ti treated with 100% laser power and lowest production speed (laser_100_3).



The crystal grains became smaller in the range of 1–5 µm, whereas original crystal grains at a depth of 100 to 200 µm were 10–20 µm.




3.2. Electrochemical Measurements in 0.1 M NaCl Solution


Potentiodynamic measurements were made on low alloyed Ti surfaces and laser treated surfaces after 3 h immersion in 0.1 M NaCl. The results are presented in Figure 3. The electrochemical parameters, deduced from the curves, are presented in Table 2.



In the case of low alloyed Ti, it is clearly shown that the Ti surface exhibits passive behaviour, as observed from low passive current densities in the passive region. The breakdown potential, Eb, for low alloyed Ti is at 1.22 V and was estimated at a potential at which transpassive region with slow and steeper increase of a current density is observed (Figure 3). The current density in the pseudo passive region for non-treated low alloyed Ti is the highest among the tested samples. Samples treated with 100% laser at the highest marking speed (6%), lowest power (65%) and 3% marking speed have the second highest current density in the passive region whereas the corrosion current density is increased. Surfaces that were treated with the highest power of 100% and a smaller marking speed exhibited the smallest corrosion current density in the anodic region. Furthermore, the smallest corrosion current density jcorr was measured for 100% power and 4% marking speed at 16.7 nA·cm−2. The breakdown potential is not affected to a great extent. The passivity region ΔE (Eb − Ecorr) in Table 3 shows that the width of a passive region is wider for laser treated surfaces.



In Figure 4 the representative impedance measurements are presented in the form of a Nyquist and Bode plot for low alloyed Ti and laser treated Ti surface (laser_100_3) after 1.33 h immersion time during short term experiments. For short term experiments, the total impedance at lowest measured frequency, |Z|, for low alloyed Ti and surface treated Ti (sample Ti laser_100_3) was 2.01 and 1.98 MΩ·cm2, respectively.



The impedance spectra for short term experiments were fitted with the equivalent circuit presented in Figure 4. Equivalent circuit consists of parallel combination of resistance and capacitance elements (RQ) that are in series with Re, electrolyte resistance. The circuit represents just one of possible equivalent circuits that are adequate to fit the impedance spectra. This model was chosen on the basis of Pan et al. to describe a bi-layer structure of oxide film on titanium in a saline environment [35]. The film, that forms on Ti based alloy, also exhibits a two layer structure with a dense inner layer of TiO2 and porous outer layer.



The high frequency parameters R1 and Q1 represent the properties of the outer porous and passive film/solution interface reactions. The symbol Q signifies the possibility of a non-ideal capacitance (CPE, constant phase element). A CPE is usually used to describe non-ideal capacitive behaviour due to uneven current distribution or surface inhomogeneity providing the exponent n is close to unity. The impedance of the CPE is given by [36]:


Q = ZCPE(ω) = [C(jω)n]−1



(1)




for n = 1, the Q element reduces to a capacitor with a capacitance C and, for n = 0, to a simple resistor. The values of parameter n around 0.5 indicate the diffusion process through the pores of oxide film.



The process in the low frequency range describes the capacitance of the barrier layer (Q2) at the electrolyte/dense passive film interface. R2 is the charge transfer resistance. The values of fitted parameters of the equivalent circuit at initial immersion time for low alloyed Ti and laser treated Ti surface are presented in Table 4.



The parameter Re has a value from 15 to 87 Ω·cm2 and is ascribed to electrolyte resistance. R1 values are smaller than R2 values as large values for R2 are observed for tested materials, showing that the oxide film on Ti alloy and laser treated surfaces has a large resistance. It is seen that R1 is less than 1 kΩ·cm2. These values show that the porous layer formed has a very low resistance. CPE, denoted as Q1 and Q2 were recalculated using equation C1 = [R11−n × Q1]1/n [37] in order to compare capacitance values for Ti alloy. C1 is attributed to the properties of outer oxide layer, while C2 is in general increasing with the power of laser treatment and could be attributed to more compact inner dense layer.



In order to observe the long-term stability of films on Ti surfaces in corrosive solutions, electrochemical impedance measurements on low alloyed Ti and surface treated Ti were conducted after 24 h and subsequently every week in 3 week exposure time. The impedance magnitude at the measured low frequency limit, |Z|f→0 (f ˂ 0.001 Hz) is presented in Figure 5. It is in the order of MΩ·cm2 at initial time and steadily increases in the case of laser treated surfaces, or decreases in the case of low alloyed Ti surface and Ti sample treated with low power and high production speed (Ti_laser_65_3). The total impedance of the low alloyed Ti and laser treated Ti surfaces at different immersion times during long term experiment is presented in Figure 5.



It can be observed that the total impedance of low alloyed Ti decreases with exposure time. The laser marked surfaces with the smallest power (Ti-laser-65-3) also experienced the total impedance decrease over exposure time. For all other observed laser treated surfaces, it can be observed that total impedance increases with time, pointing at the fact that the stable passive film was formed, which with exposure to aggressive electrolyte increases the corrosion stability of the laser treated films.




3.3. XPS Analysis


XPS analyses were performed on three samples: Non-treated low alloyed Ti sample, non-treated low alloyed Ti sample after exposure to 0.1 M NaCl solution for 3 weeks and laser marked Ti surface with 100% power and 3% production speed of a laser (sample Ti_laser_100_3), subsequently exposed to 0.1 M NaCl solution for 3 weeks. The surface of the last sample had a blue colour, as shown in Figure 1e.



XPS survey spectra were acquired on the surface of these samples and at the depth of 25 nm. XPS survey spectra are presented in Figure 6.



Survey spectra for low alloyed Ti and that after exposure to the corrosive environment were similar (Figure 6a). No obvious difference in the survey spectra can be observed. Signals of O 1s, Ti 2p and Cr 2p, Fe 2p, Si 2p, Si 2s, as well as C 1s and Ca 2p, were present on the surface of low alloyed Ti (Figure 6a). This shows that surface treatment of low alloyed Ti sample yields Fe and Cr elements on the surface. At the surface of laser marked surface (Ti-laser_100_3) and exposed to corrosive environment only O, Ti and C were present with minor traces of N (Figure 6a).



In the subsurface region, at the depth of ~25 nm, Ti and Cr/Fe were present on low alloyed Ti samples, on laser marked surface only Ti and O were present (Figure 6b).



Figure 7 shows high energy resolution Ti 2p spectra of low alloyed Ti before exposure to 0.1 M NaCl solution and of laser marked Ti surface Ti-100-3 before exposure to 0.1 M NaCl solution at the surface and at a depth of 25 nm. The Ti 2p3/2 peak on the surface of both samples is at 458–459 eV what is assigned to Ti(4+) oxidation state in the surface TiO2 oxide. After sputtering at depth of 25 nm on the laser non-marked sample Ti 2p3/2 peak was at 454 eV (Figure 7a) showing metallic phase of Ti. On the laser marked sample at depth of 25 nm Ti 2p3/2 peak showed many subpeaks ranging from 454 to 459 eV (Figure 7b) presenting different Ti-oxidation states from Ti(0) to Ti(4+). Such mixed spectrum of Ti oxidation states is a typical result of ion sputtering of TiO2 when the reduction of Ti(4+) state is a consequence of preferential sputtering of oxygen from TiO2 oxide [38]. However, also in this case, TiO2 was present at depth of 25 nm which was the maximum depth reached during depth profiling.



Figure 8 shows the XPS depth profiles of four analysed samples presenting changes in chemical composition with a depth of up to ~25 nm. In Figure 8a,b, no curves for Cr are presented (~10 at %) although Cr was present in the surface layer, as proved by analyses after XPS depth profiling (Figure 6b). From Figure 6a, it follows that low alloyed Ti sample was covered by a ~10 nm thick mixed TiO2/FeCr oxide layer (Figure 7a). On the surface, some traces of Ca and Si were also found. Beneath the surface oxide layer, a Ti–(Fe/Cr) layer was present. In the subsurface region oxygen and carbon concentrations did not decrease to 0% but they persist at significantly high level. We explained the presence of O and C as adsorption of O- and C-based species from residual vacuum atmosphere to fresh and very reactive Ti surface which was exposed during Ar bombardment. In addition, the relatively rough sample surface produced by shot peening induced shadowing effects for Ar ion bombardment resulting in not complete and non-uniform removal of adsorbed layer of O and C species. The adsorption effect of C and O was observed for all four samples being larger for laser non-treated samples (more metallic composition) than for laser treated samples containing less reactive surface oxide layer (described below).



The low alloyed Ti sample after exposure to the corrosive environment of 0.1 M NaCl had a similar surface composition as the surface low alloyed Ti before exposure. Low alloyed Ti after exposure was also covered by a ~10 nm thick mixed TiO2/FeCr-oxide layer. On the surface, some N and Si were also present. The origin of C in the subsurface region is the same as described above. Beneath the surface oxide layer, a Ti–(Fe/Cr) layer was present. The concentration of Fe/Cr steel phase in the subsurface region was higher than on the low alloyed Ti before exposure, which may be related to the exposure with the 0.1 M NaCl solution.



The surface and subsurface region of the laser marked sample (Ti-Laser_100_3) after exposure to the corrosive environment were substantially different from the samples of low alloyed Ti before and after exposure, which was related to different treatments. The laser marked surface of a sample was covered by a thicker TiO2 layer when compared to low alloyed Ti samples. This thicker TiO2 layer was related to the laser treatment. A notable difference in the laser treated sample with respect to low alloyed Ti samples was that no Fe and Cr, as well as no Si, were found on the TiO2 surface layer. After exposure to 0.1 M NaCl, the laser treated surface was very similar to the surface before exposure to the corrosive environment.



XPS analysis showed that low alloyed Ti samples were different from the laser marked Ti surface. The main difference was in the chemical structure of the surface oxide film. This was a 10 nm thick layer of Ti–(Fe/Cr) oxides for the low alloyed Ti surface. This oxide layer did not change much with exposure to the aggressive 0.1 M NaCl solution. The TiO2 layer on the laser treated sample was thicker (at least 25 nm what was the largest depth reached by depth profiling) and did not contain elements like Fe, Cr and Si introduced by surface modification of the low alloyed Ti sample.



The more expressed corrosion resistance evidenced from Figure 5 for the laser treated Ti surface over the non-treated surface can be explained by the presence of Fe and Cr over Ti in the oxide film present on the non-treated surface of low alloyed Ti sample.



Comparing the results of XPS analysis, it can be concluded that mainly TiO2 film of thicknesses more than 25 nm improves corrosion properties of laser treated surfaces, since TiO2 film, of protective nature, is formed by laser treatment.





4. Conclusions


Microstructural, electrochemical and surface analyses were performed on laser marked low alloyed Ti surfaces in order to study the effect of laser treatment on the microstructural, physical and corrosion properties of such surfaces in a corrosive environment.



	
The depth of microstructural changes in the cross-sections of laser treated surfaces was related to the laser power and production speed of the laser. It was the highest for 100% power and the lowest production speed of the laser.



	
Corrosion properties were studied by potentiodynamic measurements and electrochemical impedance spectroscopy. It was found that laser treated surfaces exhibited lower current densities in the passive region, while the stability of such surfaces is enhanced in long-term exposure in an aggressive environment.



	
XPS analysis showed that the low alloyed Ti surface was different from the laser marked surface.



	
A mixture of Ti and Fe/Cr oxides of thickness of 10 nm was found on low alloyed Ti surfaces, however mainly pure TiO2 oxide layer was detected on laser marked surfaces. TiO2 oxide was thicker (25 nm) than those on laser non-treated surface (about 10 nm).



	
Different constitution and thickness of oxide layer of low alloyed Ti surface (Cr and Fe presence in TiO2 surface film) and laser marked surfaces (thick TiO2) affected long-term corrosion susceptibility. Low alloyed Ti surfaces were less stable than laser marked surfaces.
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Figure 1. Prepared laser colour marking of low alloyed Ti for the samples presented in Table 1. (a) low alloyed Ti; (b) sample Ti_laser_65_3; (c) sample Ti_laser_100_6.5; (d) sample Ti_laser_100_4; (e) sample Ti_laser_100_3. 
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Figure 2. Microstructural investigation of laser marked surfaces in a cross-sectional view on low alloyed Ti foil (a), on a sample Ti_laser_65_3 (b), on a sample Ti_100_6.5 (c), on a sample Ti laser_100_4 (d), on a sample Ti_laser_100_3 and (e) the effect on the changed heat affected zone in cross section (f). 
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Figure 3. Potentiodynamic polarisation curves for Ti and laser treated Ti surfaces in 0.1 M NaCl solution at a scan rate of 1 mV/s. 
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Figure 4. Nyquist and Bode plot for low alloyed Ti and laser treated surface (Ti Laser_100_3) in 0.1 M NaCl after 1.33 h immersion time at short term experiment. 
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Figure 5. Total impedance |Z| of Ti surfaces in 0.1 M NaCl during 3-week exposure. 
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Figure 6. XPS survey spectra of low alloyed Ti before and after exposure to 0.1 M NaCl solution and laser marked Ti surface Ti-100-3 before and after expo