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The electrochemical reactivity of Alloy 600 in the passive state was examined at the microstructural scale using a local-probe technique, the Scanning Electrochemical Microscopy (SECM). The complementarity of two modes of recording, the current maps and the approach curves, was demonstrated. This study allowed the qualitative determination of high-reactivity zones, but also the quantitative definition of kinetic and thermodynamic parameters, namely the intrinsic kinetic constant and the chargetransfer coefficient. Furthermore, the crystallographic orientation of the studied grains was determined by Electron Backscatter Diffraction (EBSD). The quantitative parameters obtained by SECM were thus assigned to specific crystallographic planes, revealing a relation between the crystallographic orientation of the grains crystallography and the reactivity measured on the passive film.: the The intrinsic kinetic constant increased with the misorientation angle between the grain normal and the <111> direction, which reveals the passive film anisotropy. These results show that the coupling of these two techniques is promising for the development of quantitative kinetic or corrosion models.

Introduction

The influence of the crystallographic orientation of a surface on its dissolution [START_REF] Schuh | Rapid assessment of anisotropic surface processes: experiments on the corrosion of Inconel 600[END_REF][START_REF] Koroleva | Crystallographic dissolution of high purity aluminium[END_REF][START_REF] Gray | Competitive effects of metal dissolution and passivation modulated by surface structure: An AFM and EBSD study of the corrosion of alloy 22[END_REF][START_REF] Wang | Correlation between grain orientation and surface dissolution of niobium[END_REF][START_REF] Brito | Electrochemical corrosion behaviour of (100), (110) and (111) Fe3Al single crystals in sulphuric acid[END_REF][START_REF] Schreiber | Grain-dependent anodic dissolution of iron[END_REF][START_REF] Wang | Effect of grain orientation on the corrosion behavior of polycrystalline Alloy 690[END_REF][START_REF] Fushimi | Microelectrode techniques for corrosion research of iron[END_REF][START_REF] Lapeire | Effect of neighboring grains on the microscopic corrosion behavior of a grain in polycrystalline copper[END_REF], pitting [START_REF] Shahryari | The influence of crystallographic orientation distribution on 316LVM stainless steel pitting behavior[END_REF][START_REF] Krawiec | Combining the Electrochemical Microcell Technique and the Electron Backscatter Diffraction method to study the electrochemical behaviour of polycrystalline aluminium in sodium chloride solution[END_REF], oxidation [START_REF] Bonfrisco | Effects of crystallographic orientation on the early stages of oxidation in nickel and chromium[END_REF][START_REF] Wang | Effect of surface crystallographic orientation on the oxidation behavior of Ni-based alloy[END_REF][START_REF] Weininger | Effect of Crystal Structure on the Anodic Oxidation of Nickel[END_REF], or electrochemical properties [START_REF] Brito | Electrochemical corrosion behaviour of (100), (110) and (111) Fe3Al single crystals in sulphuric acid[END_REF][START_REF] Schreiber | Grain-dependent anodic dissolution of iron[END_REF][START_REF] Fushimi | Heterogeneous hydrogen evolution on corroding Fe-3 at.% Si surface observed by scanning electrochemical microscopy[END_REF][START_REF] Martinez-Lombardia | Scanning electrochemical microscopy to study the effect of crystallographic orientation on the electrochemical activity of pure copper[END_REF][START_REF] Aaronson | Pseudo-Single-Crystal Electrochemistry on Polycrystalline Electrodes: Visualizing Activity at Grains and Grain Boundaries on Platinum for the Fe2+/Fe3+ Redox Reaction[END_REF][START_REF] Sato | Effect of Crystallographic Orientation on Dissolution Behavior of Stainless Steels Single Crystal[END_REF][START_REF] König | Microstructure of polycrystalline Ti and its microelectrochemical properties by means of electron-backscattering diffraction (EBSD)[END_REF] has been widely studied. Some studies compared single crystals with various crystallographic orientations [START_REF] Brito | Electrochemical corrosion behaviour of (100), (110) and (111) Fe3Al single crystals in sulphuric acid[END_REF][START_REF] Sato | Effect of Crystallographic Orientation on Dissolution Behavior of Stainless Steels Single Crystal[END_REF]. However, industrial alloys are seldom monocrystalline. Single crystal studies cannot take into account the grain boundary influence or the possible coupling between different orientations [START_REF] Lapeire | Effect of neighboring grains on the microscopic corrosion behavior of a grain in polycrystalline copper[END_REF]. These studies also focus mainly on the low-index directions of the crystallographic structure, for instance <001>, <101> and <111> for the cubic system, while a polycrystalline sample is a combination of highindex orientations [START_REF] Aaronson | Pseudo-Single-Crystal Electrochemistry on Polycrystalline Electrodes: Visualizing Activity at Grains and Grain Boundaries on Platinum for the Fe2+/Fe3+ Redox Reaction[END_REF].

The use of Electron Backscatter Diffraction (EBSD) paved the way to the study of polycrystalline surfaces. Pairing this technique with a local topographical analysis technique such as Atomic Force Microscopy (AFM) allowed post-dissolution characterisation depending on the crystallographic orientation [START_REF] Schuh | Rapid assessment of anisotropic surface processes: experiments on the corrosion of Inconel 600[END_REF][START_REF] Koroleva | Crystallographic dissolution of high purity aluminium[END_REF][START_REF] Gray | Competitive effects of metal dissolution and passivation modulated by surface structure: An AFM and EBSD study of the corrosion of alloy 22[END_REF][START_REF] Wang | Correlation between grain orientation and surface dissolution of niobium[END_REF][START_REF] Brito | Electrochemical corrosion behaviour of (100), (110) and (111) Fe3Al single crystals in sulphuric acid[END_REF][START_REF] Schreiber | Grain-dependent anodic dissolution of iron[END_REF][START_REF] Wang | Effect of grain orientation on the corrosion behavior of polycrystalline Alloy 690[END_REF][START_REF] Lapeire | Effect of neighboring grains on the microscopic corrosion behavior of a grain in polycrystalline copper[END_REF]. Preferred dissolution of some orientations or along certain directions, leaving specific etching features on the surface, was observed. The measuring scale of AFM is appropriate for crystallographic studies, but post-dissolution experiments AFM is an ex-situ technique. It does not allow the recording of parameters of interest while the specimen is reacting with an electrolyte. However, Nevertheless, conventional electrochemical techniques are not suitable for this kind of study since the response is averaged over the whole surface of the specimen, making it hard to understand the locally involved mechanisms. To get an in-situ electrochemical study of each grain, that-is-to-say at the scale of the crystallographic heterogeneities, so-called l Therefore, local electrochemical techniques are necessary, allowing an in-situ electrochemical study of each grain. These techniques might be, among others, the microcell [START_REF] Schreiber | Grain-dependent anodic dissolution of iron[END_REF][START_REF] Krawiec | Combining the Electrochemical Microcell Technique and the Electron Backscatter Diffraction method to study the electrochemical behaviour of polycrystalline aluminium in sodium chloride solution[END_REF][START_REF] Schreiber | Grain dependent electrochemical investigations on pure iron in acetate buffer pH 6.0[END_REF], photoresist microelectrodes [START_REF] König | Microstructure of polycrystalline Ti and its microelectrochemical properties by means of electron-backscattering diffraction (EBSD)[END_REF], or local probes such as the Scanning Kelvin Probe [START_REF] Song | Crystal orientation and electrochemical corrosion of polycrystalline Mg[END_REF], the Scanning Vibrating Probe [START_REF] Song | Crystal orientation and electrochemical corrosion of polycrystalline Mg[END_REF] or the Scanning Electrochemical Microscope (SECM) [START_REF] Fushimi | Microelectrode techniques for corrosion research of iron[END_REF][START_REF] Fushimi | Heterogeneous hydrogen evolution on corroding Fe-3 at.% Si surface observed by scanning electrochemical microscopy[END_REF][START_REF] Martinez-Lombardia | Scanning electrochemical microscopy to study the effect of crystallographic orientation on the electrochemical activity of pure copper[END_REF][START_REF] Aaronson | Pseudo-Single-Crystal Electrochemistry on Polycrystalline Electrodes: Visualizing Activity at Grains and Grain Boundaries on Platinum for the Fe2+/Fe3+ Redox Reaction[END_REF], the latter sometimes directly integrated to an AFM to monitor the topography as well as the reactivity [START_REF] Davoodi | Integrated AFM and SECM for in situ studies of localized corrosion of Al alloys[END_REF]. The anisotropy of reactivity or corrosion behaviour was linked to the structure of surface atoms [START_REF] Schuh | Rapid assessment of anisotropic surface processes: experiments on the corrosion of Inconel 600[END_REF][START_REF] Koroleva | Crystallographic dissolution of high purity aluminium[END_REF][START_REF] Gray | Competitive effects of metal dissolution and passivation modulated by surface structure: An AFM and EBSD study of the corrosion of alloy 22[END_REF][START_REF] Wang | Effect of grain orientation on the corrosion behavior of polycrystalline Alloy 690[END_REF][START_REF] Shahryari | The influence of crystallographic orientation distribution on 316LVM stainless steel pitting behavior[END_REF][START_REF] Fushimi | Heterogeneous hydrogen evolution on corroding Fe-3 at.% Si surface observed by scanning electrochemical microscopy[END_REF][START_REF] König | Microstructure of polycrystalline Ti and its microelectrochemical properties by means of electron-backscattering diffraction (EBSD)[END_REF][START_REF] Song | Crystal orientation and electrochemical corrosion of polycrystalline Mg[END_REF] and/or to the oxide structure for passive alloys [START_REF] Koroleva | Crystallographic dissolution of high purity aluminium[END_REF][START_REF] Bonfrisco | Effects of crystallographic orientation on the early stages of oxidation in nickel and chromium[END_REF][START_REF] Martinez-Lombardia | Scanning electrochemical microscopy to study the effect of crystallographic orientation on the electrochemical activity of pure copper[END_REF][START_REF] König | Microstructure of polycrystalline Ti and its microelectrochemical properties by means of electron-backscattering diffraction (EBSD)[END_REF][START_REF] Song | Crystal orientation and electrochemical corrosion of polycrystalline Mg[END_REF]. Still, the results of the studies differ due to the complexity of interactions between all experimental and physical parameters.

Among the above techniques, the EBSD-SECM is a promising association as long as the SECM probe is small enough to investigate within the grains. In this way, the probe current can be directly linked to the microstructure underneath, as it has been done with dissimilar welds [START_REF] Sidane | Local electrochemical study of friction stir welded aluminum alloy assembly[END_REF] or alloys containing intermetallic particles [START_REF] Davoodi | Integrated AFM and SECM for in situ studies of localized corrosion of Al alloys[END_REF] or impurities [START_REF] Nowierski | Correlating surface microstructures with reactivity on commercially pure zirconium using scanning electrochemical microscopy and scanning electron microscopy[END_REF][START_REF] Zhu | Insights into Grain Structures and Their Reactivity on Grade-2 Ti Alloy Surfaces by Scanning Electrochemical Microscopy[END_REF][START_REF] Zhu | Analyzing the Influence of Alloying Elements and Impurities on the Localized Reactivity of Titanium Grade-7 by Scanning Electrochemical Microscopy[END_REF], except that the microstructural heterogeneity is the surface crystallographic orientation rather than the material composition. In all published EBSD-SECM studies, it was possible to superimpose the reactivity map obtained with the SECM with the orientation map obtained by EBSD [START_REF] Fushimi | Microelectrode techniques for corrosion research of iron[END_REF][START_REF] Fushimi | Heterogeneous hydrogen evolution on corroding Fe-3 at.% Si surface observed by scanning electrochemical microscopy[END_REF][START_REF] Martinez-Lombardia | Scanning electrochemical microscopy to study the effect of crystallographic orientation on the electrochemical activity of pure copper[END_REF][START_REF] Aaronson | Pseudo-Single-Crystal Electrochemistry on Polycrystalline Electrodes: Visualizing Activity at Grains and Grain Boundaries on Platinum for the Fe2+/Fe3+ Redox Reaction[END_REF]. Yet, they remained qualitative, as they did not make use of the approach curves to compute the kinetic and thermodynamic parameters on various crystallographic orientations. Moreover, only a few studies deal with industrial alloys, namely Fe-3%at. Si [START_REF] Fushimi | Heterogeneous hydrogen evolution on corroding Fe-3 at.% Si surface observed by scanning electrochemical microscopy[END_REF] and Fe-7.5Al-7Cr [START_REF] Fushimi | Microelectrode techniques for corrosion research of iron[END_REF].

This paper intends to propose a quantitative approach of the microstructureelectrochemistry coupling on an industrial nickel-based alloy, making use of SECM approach curves on specific crystallographic orientations identified by EBSD.

Experimental

Materials

The studied material was a commercial Alloy 600 (Ni-16Cr-8Fe), provided by GoodFellow. The alloy was solution annealed at 1150°C in air for 1h and waterquenched. This thermal treatment reset the thermo-mechanical story of the material.

The obtained microstructure was coarse-grained (average grain diameter: 120µm, with many recrystallisation twins), which was needed to achieve a sufficient spatial resolution with the local electrochemical technique used in this study. Besides, no intergranular carbide was observed after annealing.

A square-shaped specimen (1cm²) was cut, embedded in an insulating resin and then mechanically polished with silicon carbide paper in order to abrade the oxide film grown during annealing and get a flat surface. The used grits were 800, 1200 and 2500, followed by fine polishing with 3µm, 1µm and 0.25µm diamond suspensions. A 0.1µm diamond suspension was used for final polishing to minimise, if not remove, the deformed layer induced by the first polishing steps. The polished specimen was then etched by means of anodic polarisation in a 0.5M K 2 SO 4 electrolyte at 0.95V SCE (all given potentials refer to the saturated calomel electrode, later on named SCE) for 30min. The measured current was steady after 5min and was 1.91±0.01mA. The specimen was then left in air for several days, in order to reform a passive film.

Scanning Electrochemical Microscope (SECM)

The surface reactivity of the etched specimen was examined with a Scanning Electrochemical Microscope (SECM) from Uniscan Instruments. The SECM was operated in the feedback mode: the localised ability of the specimen to oxidise a specific mediator was tested [START_REF] Kwak | Scanning Electrochemical Microscopy. Theory of the Feedback Mode[END_REF]. Fe(CN) [START_REF] Schreiber | Grain-dependent anodic dissolution of iron[END_REF] 3-was chosen as the mediator: it is inert, stable and has a fast kinetics on platinum (the SECM probe), which makes it a widely-used species for feedback SECM [START_REF] Polcari | Scanning Electrochemical Microscopy: A Comprehensive Review of Experimental Parameters from 1989 to 2015[END_REF]. The electrolyte was thus 0.5M K 2 SO 4 , 0.01M K 3 Fe(CN) 6 , non-deaerated. This medium is non-aggressive for the studied nickel-based alloy. All measurements were made in a passive state at room temperature.

Fe(CN) 6 3-was reduced on the tip of a platinum ultramicroelectrode (UME) positioned near the specimen, to form Fe(CN) 6

4-

, according to equation [START_REF] Schuh | Rapid assessment of anisotropic surface processes: experiments on the corrosion of Inconel 600[END_REF].

𝐹𝑒(𝐶𝑁) 6 3-+ 𝑒 -⇌ 𝑘 𝐹𝑒(𝐶𝑁) 6 4- (1) 
Fe(CN) 6 4-diffused to the specimen, where it was oxidised back to Fe(CN) 6 3-with a kinetic constant k, (equation ( 1)). The diffusion of Fe(CN) 6 3-from the specimen to the probe ensured the supply of reactant even in the confined space between the probe and the studied substrate. The probe current was recorded, reflecting the kinetics on the specimen.

A 4-electrode set-up was used, with a platinum grid as the counter-electrode and a saturated calomel electrode as the reference. A bi-potentiostat allowed independent polarisation of the specimen and the probe. Fig. 1 shows the cyclic voltammogram measured on the probe between 0V SCE and 0.5V SCE in the bulk solution, without any influence of the substrate. Below 0.1V SCE , the current is steady and the reduction of Fe(CN) 6 3-on the probe is limited by diffusion. A mass-transport limited state is necessary to study the kinetics on the specimen and not on the probe. . That is why Consequently, the probe was always polarised at 0V SCE . During the scan, the specimen was polarised at 0.32V SCE to cause oxidation of Fe(CN) 6

4-

, achieving a good contrast between low-reactivity zones and high-reactivity zones on the SECM map. The open-circuit potential was 0.40mV SCE . The probe is a platinum wire (the "tip") embedded in an insulating sheath made of glass. The dimensions of the tip give the resolution of the technique, since this is where the species react. A commercial probe with a tip diameter of 15µm and a sheath diameter of 150µm (leading to a ratio RG = 10) allowed an investigation inside each grain. After the thermal growth of the grains, the average diameter was 120µm, as mentioned above, which is eight times the tip diameter. This probe scanned over a 300µm x 300µm square, with a step of 10µm in both directions. The positioning accuracy of the probe was 0.1µm. The mapping was performed in the constant distance mode, which means that the vertical position of the probe is fixed for the experiment, the probe only moving horizontally.

The specimen horizontality was ensured thanks to micrometric adjustments and monitored with approach curves, as the ones described thereafter, at various positions on the substrate. The fixed distance between the probe and the sample was 11µm, estimated from an approach curve as the ones described thereafter. This working distance was chosen because it is inferior to the diameter of the probe tip, hence within the substrate-affected current region [START_REF] Engstrom | Measurements within the Diffusion Layer Using a Microelectrode Probe[END_REF]. The duration of one map was less than 1h, ensuring the stability of the specimen in the non-corrosive electrolyte.

This mapping technique is mainly qualitative; however, it enables comparison between zones. In zones of interest, approach curves were recorded: the probe was moved downwards from a remote position corresponding to the bulk solution until the probe and the specimen were in contact. Again, the probe current was recorded during the descent. The shape of the curve representing the current as a function of the probe-substrate distance is an indicator of the reactivity of the specimen, as specified below.

[insert Fig. 1 here]

Electron Backscatter Diffraction (EBSD)

The crystallographic orientations of the surface grains were obtained by means of the Electron Backscatter Diffraction (EBSD) technique. The scanning electron microscope was a Zeiss Evo50 equipped with an EDAX high sensitivity EBSD camera, operated at 20kV and 3nA with the commercial OIM Data Collection software. The analysis was performed on the polished and etched specimen, without additional surface preparation. The scanned area was a 660µm x 1050µm rectangle with a hexagonal grid (step size: 5µm), covering approximately 40 grains.

Data was post-processed with the OIM Analysis software. First, the grains were dilated to obtain a minimum size of 2 record points per grain, with a tolerance angle of 5°. Second, the orientation in each grain was averaged. The Local Average Misorientation (LAM) map presented in Fig. 2 shows a quasi-uniform misorientation within each grain before post-processing, justifying the use of the averaging method.

[insert Fig. 2 here]

Atomic Force Microscope (AFM)

The width and depth of the etched grain boundaries were characterised by AFM highresolution topography (VEECO type Dimension 3100) used in tapping mode. AFM measurements were performed precisely on interesting grains and grain boundaries thanks to an optical microscope equipping the AFM. A scan size of 4x4µm 2 , with a scan rate of 0.3Hz, allowed a high resolution: the pixel size was smaller than 8nm (512 pixels per scan line). The mean roughness R a of these topographical maps was computed in several grains to ensure that roughness was not the cause of the electrochemical observations. These roughness measurements are gathered in Table 1: all studied grains present a similar low roughness. Therefore, the grain topography cannot lead to electrochemical heterogeneities in this case. For the mapping of grain boundaries, the scan rate was lowered to 0.15Hz to allow a good measurement of the grain boundary characteristics. Grain boundary depth and width were then measured on the profiles extracted from the topographical AFM images (Fig 3c andd). This analysis is detailed in the next section.

[Insert Table 1 here] 3. Results

Etching of the grain boundaries

Solution-annealed Alloy 600 is a rather homogeneous material. An anodic etching in 0.5M K 2 SO 4 was used to introduce a controlled heterogeneity, which was useful to pinpoint the measurements and superimpose them with other local measurements (SEM, EBSD, AFM). The etched surface observed with an SEM is shown in Fig. 3a.

An intergranular dissolution was found, and this heterogenic dissolution seems to be explained by the character of the grain boundaries, which is shown in Fig. 3b. The usual distinction between high and low angle grain boundaries (respectively HAGB and LAGB) with a misorientation angle threshold at 15° is used. As regards the coincident lattice boundaries (CSL) Σp, for which one in p atom positions coincides for the lattices of the two adjacent grains, only the Σ3 are highlighted. Random boundaries (high and low angle grain boundaries, HAGB and LAGB) and incoherent coincident lattice boundaries (CSL) were highly dissolved, while coherent Σ3 CSL boundaries were not. Coherent Σ3 CSL boundaries are known to be more resistant to corrosion than incoherent CSL boundaries [START_REF] Alonzo | Correlation between electrochemical characteristics and microstructures of nickel[END_REF] and random boundaries [START_REF] Lin | Influence of grain boundary character distribution on sensitization and intergranular corrosion of Alloy 600[END_REF].

The feedback response obtained by the SECM technique depends on the distance "d" between the probe and the specimen [START_REF] Kwak | Scanning Electrochemical Microscopy. Theory of the Feedback Mode[END_REF]. Approach curve measurements are based on this dependency. For mapping, to avoid artefacts induced by the topography of the sample, some authors use a shear-force feedback setup (the "constant height" SECM mode): the probe tip follows the peaks and valleys of the substrate surface [START_REF] James | Scanning Electrochemical Microscopy with Simultaneous Independant Topography[END_REF]. , whereas In the constant distance mode used for this study, the probe moves in a plane parallel to the substrate surface. SECM mapping therefore relies on the hypothesis of a constant distance between the probe and the substrate, and it. It is therefore mandatory to investigate the substrate topography quantitatively, in order to avoid artefacts during mapping and to ensure that the results given by SECM maps really are an image of the surface reactivity.

[insert Fig. 3 here] Some of the grain boundaries were thus scanned by AFM. A very low scan rate (0.15Hz) was used for data acquisition for the AFM probe to get to the end of the grain boundaries. The V-shape displayed by the grain boundaries, as presented in Fig. 3 c andd, corresponds to SEM observations in Fig. 3a. Thanks to several crosssections, an average depth and an average width were extracted for each grain boundary. The results are written in Table 2: grain boundaries were etched 1062±114nm wide and 673±172nm deep. Thus, the dimensions of an etched grain boundary represent less than a tenth of those of the diffusion-limiting region between the probe and the substrate, leading to the conclusion that grain boundaries do not geometrically interfere in the SECM measurement.

[insert Table 2 here]

Grain mean electrochemical reactivity

An optical micrograph of the etched surface is presented in Fig. 4a, where the zone of interest is represented by a dashed box. As mentioned above, one of the purposes of this micrograph is the identification of the grains and the localisation of the grain boundaries. The localisation of the approach curves, detailed below, is also indicated with letters (from A to G) on this figure. The numbering of the grains is written on the EBSD map of the same zone, in Fig. 4b.

[insert Fig. 4 here]

The SECM map in Fig. 4c presents the probe current recorded while scanning over the specimen at a constant distance. The current is normalised to the diffusing current of -20nA that can be seen on Fig. 1.The cathodic probe current is determined by the ability of the specimen to oxidise the mediator; therefore, a greater cathodic feedback current means a greater electrochemical reactivity of the examined surface [START_REF] Kwak | Scanning Electrochemical Microscopy. Theory of the Feedback Mode[END_REF]. In this way, two distinct reactive regions can be spotted on the SECM map, separated by a contrast of less than 1nA. Since the electrolyte is not aggressive, this contrast is significant. Fig. 4d shows the overlay of Fig. 4a and Fig. 4c. The shapes of the reactive regions and some grain clusters coincide almost perfectly. It is worth insisting on the fact that the electrochemical reactivity regions do not correspond to the etched grain boundaries, but rather to the grain interiors. The grain boundaries do not show a specific reactivity, they are rather a transition zone between two grains.

The absence of peaks at grain boundaries reinforces the above statement about etching: local changes at grain boundaries that may be caused by etching are second-order in this case.

The corresponding inverse pole figure obtained by EBSD is shown in Fig. 4b. At first sight, the electrochemical reactivity appears to be linked to the crystallographic orientation of the grains. For instance, the low reactivity region on the right side of the map approximately corresponds to a cluster of grains of similar orientation, namely grains 1, 4, 5, 6, 8 and 18.

To reveal whether a crystallographic orientation was more reactive than another, a quantification was required. Alloy 600 is austenitic and crystallises in the face-centred cubic (FCC) system, hence the low-index <001>, <101> and <111> directions were selected as the references, corresponding to the dense planes. Since the thermally nucleated and grown grains are equiaxed, all directions in the specimen plane are equivalent. In this case, the normal direction to the grain surface is a discriminatory criterion. The crystallographic parameter chosen for this quantification study was therefore the misorientation angle between the normal direction to the grain surface and the reference directions. The calculation of the misorientation angle took into account the FCC system symmetries. The reactivity parameter was the average current computed on each grain. Grains were discarded when the SECM map covered less than 60% of their geometric area because the averaged current could not be representative in this case: grains 8, 9, 10, 19, 20 and 21 were affected. The average current was plotted as a function of the misorientation angle to each lowindex direction (Fig. 5).

[insert Fig. 5 here]

No trend can be clearly established: some near-{111} or near-{101} oriented grains are highly reactive (e.g. grain 2), as well as some near-{001} oriented grains (grain 13). Conversely, some near-{111} oriented grains are little reactive (grain 16), as well as some near-{001} oriented grains (grain 15). It has been noted that smallest misorientations to the <101> direction and the <111> direction are 10° and 15°, respectively. Furthermore, the average current by grain might not be an ideal measurement of the reactivity of the grain, for two reasons. First, the grain size distribution is scattered and it is difficult to ensure the probe is not overlapping another grain while scanning the smallest ones. Their current average might hence include a contribution from their neighbours. They also lack of measurement points comparatively to the biggest grains. Therefore, the error is greater on the small grains. The dot size was adjusted in Fig. 5 to take into account the confidence in the average current value. Data remains scattered even after sorting out the values according to the grain size criterion. Second, the current can be heterogeneous within a grain (e.g. grain 3, see Fig. 4). Averaging the current might lead to misinterpretations in such cases. The existence of these heterogeneous grains may also raise the need for measurements at a refined scale. In conclusion, the SECM map is a meaningful tool to discriminate high or low reactivity zones on a surface qualitatively. Extracting an average current from the SECM map is however not sufficient to quantify reactivity heterogeneities whether between grains or inside a grain. Hence the need for approach curves, which are a way to perform a quantified analysis of the reactivity at a localised spot on the surface.

Approach curves

During a SECM map acquisition, a single potential is applied to the specimen. This measurement is thus a photograph of the reactivity at one potential and does not provide intrinsic properties of the material. To obtain those, approach curves must be plotted. An approach curve is the record of the probe current during the descent of the probe above a specific measurement site, from the bulk solution until the contact with the specimen. In the bulk, the probe records a steady current. When the probe gets close to the specimen, the current can increase, revealing a positive feedback and fast kinetics on the specimen, or decrease, revealing a negative feedback and slow kinetics on the specimen [START_REF] Kwak | Scanning Electrochemical Microscopy. Theory of the Feedback Mode[END_REF]. Intermediate behaviours can also be recorded, as will be shown below.

The shape of an approach curve can be fitted with a model. The first step is to normalise the approach curves according to equations ( 2) and ( 3):

𝐼 = 𝑖 𝑡𝑖𝑝 𝑖 𝑡𝑖𝑝,∞ ⁄ (2) 
𝐿 = 𝑑 𝑎 ⁄ (3) 
where i tip is the current measured on the probe, i tip,∞ is the current measured on the probe far from the substrate, d is the distance between the tip and the specimen and a is the tip radius.

The model used in this study is described in [START_REF] Cornut | New analytical approximation of feedback approach curves with a microdisk SECM tip and irreversible kinetic reaction at the substrate[END_REF] and shows that the normalised current I is a function of the normalised distance L between the probe and the specimen, and the kinetic constant k of the mediator oxidation on the specimen. A The kinetic constant varies with the potential applied to the specimen according to an exponential law the Butler-Volmer equation ( 4):

𝑘 = 𝑘 𝑖𝑛𝑡 𝑒𝑥𝑝 ( (1-𝛼)𝑛ℱ 𝑅𝑇 (𝐸 -𝐸 𝑒𝑞 )) (4) 
where k int is the intrinsic kinetic constant, α is the charge-transfer coefficient, n is the number of exchanged electrons, F is the Faraday constant, R is the gas constant, T is the temperature, E is the potential applied to the substrate and E eq is the opencircuit potential. At each measurement site, approach curves were recorded at various potentials and fitted to the model [START_REF] Cornut | New analytical approximation of feedback approach curves with a microdisk SECM tip and irreversible kinetic reaction at the substrate[END_REF] in order to get the respective kinetic constant. The kinetic constant was then plotted as a function of the applied potential.

A linear regression allowed the determination of the two unknown parameters of equation ( 4): the intrinsic kinetic constant k int and the charge-transfer coefficient α. An exponential A Butler-Volmer relation between the kinetic constant and the potential was also experimentally identified with the SECM by some authors [START_REF] Zhu | Analyzing the Influence of Alloying Elements and Impurities on the Localized Reactivity of Titanium Grade-7 by Scanning Electrochemical Microscopy[END_REF][START_REF] Sun | Effect of Mechanical Stress on the Kinetics of Heterogeneous Electron Transfer[END_REF][START_REF] Sidane | Electrochemical characterization of a mechanically stressed passive layer[END_REF][START_REF] De Assis | Assessment of electrochemical methods used on corrosion of superduplex stainless steel[END_REF].

However, only a few make use of this relation to compute the intrinsic kinetic constant k int and the charge-transfer coefficient α [START_REF] Sun | Effect of Mechanical Stress on the Kinetics of Heterogeneous Electron Transfer[END_REF][START_REF] Sidane | Electrochemical characterization of a mechanically stressed passive layer[END_REF], which is the real interest of the SECM technique. Even fewer assign those intrinsic parameters to a specific feature of the microstructure, such as the austenite or ferrite phase of a superduplex stainless steel [START_REF] De Assis | Assessment of electrochemical methods used on corrosion of superduplex stainless steel[END_REF].

In the present study, approach curves were recorded at seven measurement sites (indicated in Fig. 4a), either inside the SECM-mapped zone or outside, for an applied potential from E = 0.30V SCE to E = 0.40V SCE . Approach curves were recorded at all sites before increasing the potential to the next tested value. The positioning accuracy of the probe (0.1µm) ensured that the same position was reached for each measurement site at all potential values. These measurement sites correspond to various grains of the polycrystalline alloy. The results of the fitting between the experimental data and the model [START_REF] Cornut | New analytical approximation of feedback approach curves with a microdisk SECM tip and irreversible kinetic reaction at the substrate[END_REF] are shown in Fig. 6, with a good accordance between experimental and theoretical curves. All sites exhibit a typical negative feedback behaviour (I < 1) at lower potentials and a weak positive feedback behaviour (I > 1) at higher potentials. The reactivity increases with the potential, as specified by equation ( 4), and the grain behaviour changes from slow to intermediate kinetics at all examined sites.

[insert Fig. 6 here]

The difference between sites is more obvious at higher potentials: sites A and D are the most reactive. One may compare approach curves at E = 0.32V SCE (Fig. 6), corresponding to the potential applied to the specimen during mapping (Fig. 4c). All of them exhibit a negative feedback behaviour. However, the modelling highlights a difference. Fig. 7 shows the kinetic constant obtained with the model for all measurement sites at all studied potentials. At E = 320mV, the trend coincides with the one deduced from the SECM map:

k(A) > k(D) > k(B), k(C), k(E), k(F), k(G).
The two techniques are thus complementary: the map gives qualitative information to compare zones on the specimen surface, while the approach curves allow a quantitative analysis on specific spots thanks to the modelling.

For the measurement site A, the E = 0.34V SCE measurement is reported in Fig. 7 but discarded due to its high fitting error. The linear relationship between ln(k) and E derived from equation ( 4) is then verified with a good coefficient of determination for all sites. This coefficient of determination and the extrapolated parameters k int and α are reported in Table 3. Note that published studies on passive alloys give standard kinetic constants rather than intrinsic kinetic constants. For example, Sun et al. found k 0 ≈ 10 -3 cm/s on a T316 stainless steel with Ru(NH 3 ) 6 3+ as the mediator [START_REF] Sun | Effect of Mechanical Stress on the Kinetics of Heterogeneous Electron Transfer[END_REF]; Sidane et al. found k 0 = 4x10 -5 cm/s on a 304L stainless steel with Fe(CN) 6 3-[35] and de Assis et al. found k 0 = 9x10 -4 cm/s on the austenite phase of a superduplex stainless steel with FcMeOH + as the mediator [START_REF] De Assis | Assessment of electrochemical methods used on corrosion of superduplex stainless steel[END_REF]. In the present study, the calculation of the standard kinetic constant gives values between 2x10 -6 cm/s and 2x10 -5 cm/s, depending on the measurement site. These results are therefore consistent with a reaction on a passive film. However, the values of the charge-transfer coefficient (0.23-0.35 in the present study) are higher than those shared by the abovementioned authors, which were in the range 0.15-0.18.

[insert Table 3 here]

The results shown in Table 3 highlight the heterogeneity of kinetics and thermodynamics on the surface. The value of the intrinsic kinetic constant of site A is almost twice that of sites C and F. It is noteworthy that two sites located in the same grain can display dissimilar charge-transfer coefficients (sites C and F). The scale of the heterogeneity lies somewhere between the interior of a grain and the cluster of grains (from a few tens of µm to a few hundreds of µm).

[insert Fig. 7 here]

From these results, one can study the electrochemical parameters depending on the grain orientation. In Fig. 8, the charge-transfer coefficient and the intrinsic kinetic constant are plotted as functions of the misorientation to the <111> direction. {111}

planes being the densest planes in the face-centered crystallographic system, the <111> direction is a good reference axis with physical meaning [START_REF] Schuh | Rapid assessment of anisotropic surface processes: experiments on the corrosion of Inconel 600[END_REF][START_REF] Gray | Competitive effects of metal dissolution and passivation modulated by surface structure: An AFM and EBSD study of the corrosion of alloy 22[END_REF], even though others have also been used in the literature [START_REF] König | Microstructure of polycrystalline Ti and its microelectrochemical properties by means of electron-backscattering diffraction (EBSD)[END_REF][START_REF] Schreiber | Grain dependent electrochemical investigations on pure iron in acetate buffer pH 6.0[END_REF]. In Fig. 8, from the smallest (21°)

to the highest examined angle (46°), no trend emerges for the charge-transfer coefficient, whereas a clear trend is seen for the intrinsic kinetic constant. The intrinsic kinetic constant increases with the angle between the surface normal and the <111> direction, so that the maximum is recorded for near-<001> directions.

To sum up, the SECM map allows a comparison between zones but cannot be used to obtain a quantitative analysis of the reactivity according to the crystallography of the specimen. Nevertheless, it helps defining specific sites to investigate further. The approach curves recorded at those sites give quantitative information. In the present case, they have shown that the crystallographic orientation has indeed an impact on the electrochemical reactivity for Alloy 600, particularly on the intrinsic kinetic constant, which is greater for grains with an orientation near {001}.

[insert Fig. 8 here]

Discussion

The impact of the crystallographic orientation on the electrochemical reactivity of a nickel-based alloy was studied by means of the SECM technique. Approach curves allowed the quantifying of intrinsic parameters: the intrinsic kinetic constant k int and the charge-transfer coefficient α were given (Table 3, Fig. 7). Approach curves had already been used by some authors to study variations of reactivity caused by stress, but without taking into account the crystallographic heterogeneities of the specimen [START_REF] Sun | Effect of Mechanical Stress on the Kinetics of Heterogeneous Electron Transfer[END_REF][START_REF] Sidane | Electrochemical characterization of a mechanically stressed passive layer[END_REF]. They had also been used to quantify a difference of reactivity between two phases of a superduplex stainless steel [START_REF] De Assis | Assessment of electrochemical methods used on corrosion of superduplex stainless steel[END_REF], which is close to the present study.

However, the present study goes one step further, assigning intrinsic parameters to specific orientations of a monophasic alloy.

Crystallographic orientation of the metal

The findings of the present study can be compared to those of other SECM-EBSD mapping studies. It was shown in Fig. 8 that near-{001} oriented grains had a greater electrochemical reactivity than that of near-{111} oriented grains. A similar conclusion was reached by Martinez-Lombardia et al. [START_REF] Fushimi | Heterogeneous hydrogen evolution on corroding Fe-3 at.% Si surface observed by scanning electrochemical microscopy[END_REF] on pure copper in the passive state.

Using a Scanning Electrochemical Cell Microscope on pure platinum in perchloric acid solution, Aaronson et al. [START_REF] Martinez-Lombardia | Scanning electrochemical microscopy to study the effect of crystallographic orientation on the electrochemical activity of pure copper[END_REF] measured a greater current on a grain with {101} sites separated by short {111} terraces than on a grain with {001} sites separated by short {111} terraces. On the contrary, Fushimi et al. [START_REF] Fushimi | Microelectrode techniques for corrosion research of iron[END_REF] found that {100} oriented grains are less active than {101} and {111} oriented grains on pure iron, and that the order of reactivity was {101} < {111} < {100} for a Fe-7.5Al-7Cr alloy. One of the suggested explanations of the difference of reactivity between crystallographic orientations is the atomic density of the planes [START_REF] Schuh | Rapid assessment of anisotropic surface processes: experiments on the corrosion of Inconel 600[END_REF][START_REF] Gray | Competitive effects of metal dissolution and passivation modulated by surface structure: An AFM and EBSD study of the corrosion of alloy 22[END_REF][START_REF] Wang | Correlation between grain orientation and surface dissolution of niobium[END_REF][START_REF] Brito | Electrochemical corrosion behaviour of (100), (110) and (111) Fe3Al single crystals in sulphuric acid[END_REF][START_REF] König | Microstructure of polycrystalline Ti and its microelectrochemical properties by means of electron-backscattering diffraction (EBSD)[END_REF][START_REF] Song | Crystal orientation and electrochemical corrosion of polycrystalline Mg[END_REF]. The atomic density of the planes is linked to the surface energy and the electron work function on the plane. Dense planes are more stable, which makes it more difficult to remove electrons from the surface [START_REF] Wang | Surface energy and work function of fcc and bcc crystals: Density functional study[END_REF]. This parameter cannot be put aside for dissolution tests, during which the bare metal surface may be exposed to the electrolyte.

However, the SECM measures are not performed on the bare metal but on the passive film, which is semiconductive [START_REF] Stimming | The Capacity of Passivated Iron Electrodes and the Band Structure of the Passive Layer[END_REF][START_REF] Ries | Chemical composition and electronic structure of passive films formed on Alloy 600 in acidic solution[END_REF]. Considering that the underlying metal atomic density is directly responsible for the surface electrochemical reactivity requires to assume that the potential drop in the passive film is homogeneous on the whole surface. In other words, to assume that the oxide nature and properties are homogeneous on the surface. The surface heterogeneities would in this case originate from the underlying crystallographic heterogeneities of the metal. This first approximation is supported by Auger profiles on several regions of an Alloy 600 sample which resulted in similar chemical composition for the oxide [START_REF] Ries | Chemical composition and electronic structure of passive films formed on Alloy 600 in acidic solution[END_REF].

For face-centred crystals like Cu, Pt, or the Alloy 600 of this study, the atomic density follows the order: {110} < {100} < {111}, whereas for a body-centred crystal like Fe, the atomic density follows the order: {111} < {100} < {110}. The lowest reactivity is expected on {111} for FFC crystals, but on {110} for BCC crystals. This could partially explain the deviations between the studies quoted above. In addition, the analysis of polycrystalline specimens can be complicated since the grains never exactly have a low-index orientation, but a combination of the three basal directions, which all contribute to the electrochemical activity [START_REF] Aaronson | Pseudo-Single-Crystal Electrochemistry on Polycrystalline Electrodes: Visualizing Activity at Grains and Grain Boundaries on Platinum for the Fe2+/Fe3+ Redox Reaction[END_REF].

Anisotropy of the passive film

Apart from the SECM studies, the influence of crystallographic orientation on the reactivity of nickel-based alloys was examined through dissolution tests. The representation of a kinetic parameter as a function of the misorientation to the <111> direction in Fig. 8 was thus suggested by Schuh et al. [START_REF] Schuh | Rapid assessment of anisotropic surface processes: experiments on the corrosion of Inconel 600[END_REF] after a dissolution study on Alloy 600 in 0.1N HCl, and also used by Gray et al. [START_REF] Gray | Competitive effects of metal dissolution and passivation modulated by surface structure: An AFM and EBSD study of the corrosion of alloy 22[END_REF] for Alloy 22 in 1M HCl. These studies showed that the depth of etching of a surface increased with the angle between the normal to the surface and the <111> direction, similarly to the intrinsic kinetic constant in the present paper. This reactivity order, namely {111} < {110} < {001}, is however not exactly the one derived from the atomic density.

To explain this discrepancy, the authors raised the issue of the anisotropic growth of the passive oxide layer and the competition between protection and corrosion of the alloys. In a more acidic electrolyte, the passive film was dissolved and the order of etching was in accordance with atomic density [START_REF] Gray | Competitive effects of metal dissolution and passivation modulated by surface structure: An AFM and EBSD study of the corrosion of alloy 22[END_REF]. This explanation might hold for the present study, since the electrolyte was not corrosive at all and the alloy remained passive.

This implies that the preliminary hypothesis made on the oxide layer must be examined further. Considerations about the anisotropic nature and properties of the passive film must be taken into account. Some authors proved that the crystallographic orientation of the metal grains have an influence on the passive layer. On pure nickel, the height of the oxide thermally grown in air was shown to increase with the angle between the surface normal and the <111> direction [START_REF] Bonfrisco | Effects of crystallographic orientation on the early stages of oxidation in nickel and chromium[END_REF].

This result correlates well with the trend found for the intrinsic kinetic constant.

However, the order differed for short oxidation times and ambient temperature, where it agreed with the atomic density [START_REF] Weininger | Effect of Crystal Structure on the Anodic Oxidation of Nickel[END_REF]. These results underline that the properties of a passive film grown on a pure metal can vary according to several parameters including the crystallography and the environment. It is reasonable to infer from these studies and the present results that the crystallographic orientations of the grains caused heterogeneities in the oxide film, which, in turn, led to surface reactivity heterogeneities.

A straight extrapolation of a preferential direction from the results on pure nickel is difficult, though. On alloys, the alloying elements play a non-negligible role, since they change the oxide composition and therefore its conducting properties. That-iswhy nickel oxide on pure nickel is a p-type semiconductor, while the bilayer passive film on Alloy 600 (iron and nickel oxides in the outer layer and chromium oxide in the inner layer) behaves as an p-n heterojunction, as shown by global Mott-Schottky analysis [START_REF] Ries | Chemical composition and electronic structure of passive films formed on Alloy 600 in acidic solution[END_REF][START_REF] Cunha Belo | Semiconducting properties of passive films formed on nickel-base alloys type Alloy 600: influence of the alloying elements[END_REF]. To our knowledge, no Mott-Schottky study at the microstructural scale was published on this alloy. Such measurements would be interesting to compare to the SECM results shown in the present paper, which revealed the local anisotropy of properties of the passive layer through the variations of the intrinsic kinetic constant according to the crystallographic orientation.

Neighbouring effect

In the present paper, the analysis was conducted taking the grains one by one, regarding their crystallographic orientation. This analysis can be limited: in a polycrystal, all grains are electrically linked and the local potential of a grain can affect that of the others. Keeping that in mind, it may be useful to come back to the SECM map (Fig. 4). It was stated above that no preferential orientation could have been deduced from the map only, leading to the necessary analysis of approach curves. Nevertheless, the more active zone of the map can also be seen as a cluster of grains of near-{001} and near-{111} orientations (grains 2, [START_REF] Gray | Competitive effects of metal dissolution and passivation modulated by surface structure: An AFM and EBSD study of the corrosion of alloy 22[END_REF][START_REF] Bonfrisco | Effects of crystallographic orientation on the early stages of oxidation in nickel and chromium[END_REF][START_REF] Wang | Effect of surface crystallographic orientation on the oxidation behavior of Ni-based alloy[END_REF][START_REF] Weininger | Effect of Crystal Structure on the Anodic Oxidation of Nickel[END_REF]. The interaction between these two orientations may have led to an enhanced reactivity.

This "neighbouring" effect is described by Lapeire et al. in a dissolution study [START_REF] Lapeire | Effect of neighboring grains on the microscopic corrosion behavior of a grain in polycrystalline copper[END_REF], and in a SECM study to explain that the reactivity of a {001} oriented grain may be modulated by the orientation of its neighbours [START_REF] Martinez-Lombardia | Scanning electrochemical microscopy to study the effect of crystallographic orientation on the electrochemical activity of pure copper[END_REF]. This effect and the results presented in this paper underline once again that, even in homogeneous materials, several scales of heterogeneity interact: inside a grain, a grain taken as a whole, a cluster of grains.

Conclusions

A coupled SECM-EBSD study was undertaken on passive nickel-based Alloy 600 to show that, even on a passive film, electrochemical reactivity variations could be quantified according to the crystallographic orientation. First, SECM maps allowed the qualitative identification of interesting zones on the substrate. Second, quantifying of electrochemical parameters was carried out, using approach curves. Both steps are necessary to obtain quantified indicators on specific locations of the substrate.

In this study, variations of the intrinsic kinetic constant and the charge-transfer coefficient with the crystallographic orientation were highlighted. Specifically, it was

shown that an increase of the intrinsic kinetic constant with the angle between the grain normal and the <111> direction was noticeable, even on an industrial alloy.

This anisotropy of reactivity is to be linked to the anisotropy of properties of the passive film grown on different crystallographic orientations. The present study confirms that the microstructure, and explicitly the crystallographic orientation, must be taken into account quantitatively in future kinetics studies and electrochemical models on passive alloys. Table 1 -Mean roughness R a measured in some grains of the ZOI with an AFM after etching. The grain numbering respects Fig. 4b. 
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 2 7 script was developed in the laboratory to fit the experimental data to the nearest theoretical curve, allowing a refinement on the vertical position of the experimental points (the vertical step between two successive positions was of 2µm). Function least_squares from the scipy.optimize package was used, with an initial guess of k = D/1000a, D being the diffusion coefficient of Fe(CN) 6 3-, and no bounds except k > 0. The kinetic constant k of a measurement site was therefore obtained through the fitting of the experimental curve with the model.
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 1 Figure 1 -Cyclic voltammogram on the SECM probe in 0,5M K 2 SO 4 , 0,01M K 3 Fe(CN) 6 (probe diameter: 15µm).

Figure 2 -Figure 3 -

 23 Figure 2 -Local Average Misorientation (LAM) map of the etched specimen.
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 4 Figure 4 -(a) Optical micrograph of the Zone Of Interest (ZOI) on the etched specimen and localisation of approach curve measurement sites labelled from A to G. (b) Inverse Pole Figure of the ZOI (where HAGB and LAGB are drawn in black and CSL grain boundaries are drawn in white) and grain numbering from 1 to 21. (c) SECM map of the ZOI in 0,5M K 2 SO 4 , 0,01M K 3 Fe(CN) 6 , probe-specimen distance: 11µm. The currents are normalised to the diffusing current (see Fig.1). (d) superimposition of the SECM map and the optical micrograph.
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 567 Figure 5 -Mean normalised current measured by SECM on each grain of the etched specimen as a function of the misorientation angle from one of the main directions (a) <111>, (b) <001>, (c) <101>; and EBSD orientation map showing the misorientations to those directions, respectively. The numbers referring to the grain numbers given in Fig.4(b) are given in EBSD map (a) (see also Fig.4(b)). The dot size on the graph stands for the size of the grain: small dots for grain area (GA) < 1000µm², medium dots for 1000µm² < GA < 10000µm², large dots for 10000µm² < GA.
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 8 Figure 8 -Influence of the grain orientation on the intrinsic electrochemical parameters of Alloy 600: charge-transfer coefficient (upper graph) and intrinsic kinetic constant (lower graph) as functions of misorientation angle from the <111> direction at each measurement site.
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 2 Mean width and mean depth of some grain boundaries measured with an AFM on the etched specimen, and misorientation measured by EBSD. The grain numbering respects Fig.4b.

Table 3 -

 3 Results of the linear regression of ln(k) as a function of E: intrinsic kinetic constant, charge-transfer coefficient (computed at 20°C) and coefficient of determination at each measurement site. Error bars can be found in Fig.8.

Table 1 -

 1 Mean roughness R a measured in some grains of the ZOI with an AFM after etching. The grain numbering respects Fig.4b.

	Grain n°1	2	3	4	9	18
	Ra / nm	12	11	11	13	11	12

Table 2 -

 2 Mean width and mean depth of some grain boundaries measured with an AFM on the etched specimen, and misorientation measured by EBSD. The grain numbering respects Fig.4b.

	Measurement site	A	B	C	D	E	F	G
	k int / x10 3 cm.s -1	19.6	11.6	10.4	17.4	11.0	10.7	11.3
	α (T=20°C)	0.35	0.31	0.34	0.29	0.28	0.23	0.27
	R²	0.962	0.962	0.993	0.982	0.995	0.988	0.998

Table 3 -

 3 Results of the linear regression of ln(k) as a function of E: intrinsic kinetic constant, charge-transfer coefficient (computed at 20°C) and coefficient of determination at each measurement site. Error bars can be found in Fig.8.
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