metals m\py

Article

Evaluation of the DOS by DL-EPR of UNSM
Processed Inconel 718

Ulises Martin'”, Jacob Ress, Juan Bosch and David M. Bastidas *

National Center for Education and Research on Corrosion and Materials Performance, NCERCAMP-UA, Dept.
Chemical, Biomolecular, and Corrosion Engineering, The University of Akron, 302 E Buchtel Ave,

Akron, OH 44325-3906, USA; um11@zips.uakron.edu (U.M.); jtr4d5@zips.uakron.edu (J.R.);
jb394@zips.uakron.edu (J.B.)

* Correspondence: dbastidas@uakron.edu; Tel.: +1-330-972-2968

check for
Received: 31 December 2019; Accepted: 29 January 2020; Published: 1 February 2020 updates

Abstract: In this work, influence of ultrasonic nanocrystal surface modification (UNSM) on the
degree of sensitization (DOS) in Inconel 718 has been studied and correlated with the resulting
microstructure. The UNSM processed samples decreased their grain size from 11.9 um to 7.75 um,
increasing the surface of grain boundaries, and thus enhancing the area where 5 phase and niobium
carbides precipitate. The effect of the UNSM process on the DOS of Inconel 718 was studied by the
double loop electrochemical potentiokinetic reactivation (DL—EPR) test. The DL—EPR showed that
for UNSM processed samples with no thermal treatment, the DOS increased up to 59.6%, while
for UNSM treated samples that were post-annealed at 1000 °C for 10 min and water quenched the
DOS decreased down to 40.9%. The increase of grain boundaries surface area and triple junctions
after the UNSM process enables the formation of twice the amount of 6 phase compared to the
as-received Inconel 718 bulk sample. The area fraction of the grain boundary covered by 6 phase
was of 9.87% in the UNSM region while in the bulk the area fraction was 4.09%. In summary, it was
found that after UNSM process, the annealing at 1000 °C for 10 min and water quenching promoted
the transformation of y” to form 6 phase on the grain boundaries, which reduces the intergranular
corrosion susceptibility.

Keywords: double loop electrochemical potentiokinetic reactivation (DL-EPR); sensitization;
ultrasonic nanocrystal surface modification (UNSM); intergranular corrosion; Inconel 718

1. Introduction

Inconel 718 is a Ni-Fe-Cr superalloy widely used in the aerospace and nuclear industries due to
its enhanced corrosion properties within extreme environment conditions [1-3]. Its mechanical and
corrosion properties are maintained at temperatures as high as 700 °C, making the Inconel 718 alloy
suitable for demanding working conditions [1,4—6]. Among the high strength, fatigue, creep and wear
resistance properties, Inconel 718 also has favorable weldability [7-10]. The outstanding mechanical
and corrosion properties of Inconel 718 are attributed to its microstructure, which is mainly constituted
of austenite, y phase. The composition of Inconel 718 presents a Ni equivalent value (Nieq) high enough
to promote a single-phase microstructure (y phase) as seen in the Schaeffler diagram [11]. Besides the y
phase, Inconel 718 precipitates other phases, the most common are: v’ being a face centered cubic (FCC),
with a Ni3(Al, Ti) composition; y” being a body centered tetragonal (BCT) with a Ni3sNb composition,
and 0 phase with an orthorhombic crystal structure having a Ni3sNb composition [4,12-14]. The v”
phase confers most of the hardening to the Inconel 718 y-phase matrix; however, it is a metastable
phase the more stable form of which is the  phase. The increased amount of 5 phase is at an expense of
depleting the y” phase concentration in the y-phase matrix; leading to the worsening of the mechanical
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properties, mainly the hardness. Nevertheless, 5 phase can control the limiting grain growth during
solution treatment when present in small amounts [4,15]. Moreover, the § phase enhances the corrosion
resistance as it is a more stable phase [16].

Although Inconel 718 excels with its mechanical properties at elevated temperatures, the depletion
of the y” phase in exchange of the 5 phase, promotes early failure by fatigue and creep [1]. Thus, further
improvement of the mechanical properties of Inconel 718 can be achieved through the combination of
mechanical and thermal treatments. Mechanical treatments like laser shock peening, shot peening or
ultrasonic nanocrystal surface modification (UNSM) are among the most common surface modification
treatments used to improve the tribological performance, wear and friction resistance, of Inconel
718 [17-19]. However, the improvement of the mechanical properties may produce some decrease in
the corrosion performance. The UNSM process causes the grains on the surface and at the nearest
surroundings layers to be crushed and hence the grain boundaries increase, enlarging the available
surface coverage for the chromium and niobium carbides to precipitate which will raise the degree
of sensitization (DOS) and therefore the intergranular corrosion susceptibility. This corrosion issue
has not been considered in previous studies regarding the UNSM surface processing of Inconel and
only few works mention it [17,20]. Previous works assert that the corrosion properties are improved
after UNSM processing, showing micrographs of the top surface and its deformation by using TEM
(transmission electron microscopy). However, there is a lack of electrochemical tests to prove the
hypothesis based on the microstructure studies previously mentioned. A combined study of the
mechanical performance, the microstructure and the electrochemistry should be carried out to better
understand the tradeoff between the mechanical and the corrosion resistance properties.

In order to characterize the effect of thermal treatments on the DOS, previous researchers have used
the double loop electrochemical potentiokinetic reactivation (DL-EPR) test. The DL-EPR enables a
straightforward comparison between current peaks in the forward scan, activation scan; and backward
scan, reactivation scan [21-23]. This method has been shown to produce reliable data from different
thermal treatments to sensitized steels [21,24-29]. The DL-EPR has a higher reproducibility among
results than the single loop EPR [30]. Previous studies on the Inconel family—mainly the 600
series—have provided promising results on the characterization of the DOS by the DL—EPR method.
The Cr depleted areas due to thermal treatments or working conditions can be detected by the DL-EPR,
due to the ability of the method to selectively attack the grain boundaries. Studies by DL-EPR on
Inconel 600 have shown the enhancement of the susceptibility to intergranular corrosion due to the Cr
depleted grain boundaries [31,32]. More recently, studies on grain boundary engineering on Inconel
600 have also been tested with the DL-EPR. They have shown the improvement on Inconel 600 by
thermo-mechanical treatments on the protection against intergranular corrosion [33-35]. In addition
to the thermal treatments, mechanical processing such as cold work also use DL-EPR to assess the
degree of sensitization of steels [36-38].

This work studies the effect of thermo-mechanical processing, UNSM plus annealing, has on the
intergranular corrosion susceptibility of Inconel 718. The grain size reduction induces larger grain
boundary areas, which then are thermally activated promoting the growth of precipitates, mainly &
phase and Nb carbides. The effect of the UNSM on the DOS in Inconel 718 is studied by means of the
DL—-EPR. In addition to the electrochemical tests, a microstructural characterization was performed by
optical, scanning electron microscopy (SEM) and X-ray diffraction (XRD) to support the DOS results.

2. Materials and Methods

2.1. Materials and Thermo-Mechanical Processing

The material used for this study was Inconel 718, the chemical composition of which is shown in
Table 1. Samples were cut into squared sheets of 15 mm length size with a thickness of 3 mm. Before
any thermo-mechanical treatment, the samples were polished up to grade 1200 with SiC sandpapers.
The different samples studied can be identified in Table 2, where each sample abbreviation corresponds
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with its thermal and/or mechanical treatment. Four different thermo-mechanically treated samples
were studied: Sample I1 was thermally treated in the furnace for 2 h at 675 °C and then water quenched;
sample 12 was thermally treated in the furnace at 1000 °C for 10 min and then water quenched,
this process was repeated three times; sample I3 was mechanically processed with the UNSM treatment
three times; and sample 14 was mechanically processed with the UNSM, annealed at 1000 °C for 10 min
and then water quenched. This thermo-mechanical process was repeated three times.

Table 1. Chemical composition of Inconel 718 (wt.%).

Element Al C Cr Fe Mo Nb Ni Ti
Content (wt.%). 0.2-1 0.1 17-21 Bal. 2.8-3.3 4.6-5.75 50-55 0.3-1.3

Table 2. UNSM (ultrasonic nanocrystal surface modification) and thermal processing details of

Inconel 718.
Sample Treatment
I1 Annealed at 675 °C for2 h
12 Annealed at 1000 °C for 10 min, water quenched, repeated 3 times
I3 UNSM treated, repeated 3 times
14 UNSM treated and annealed at 1000 °C for 10 min, water quenched, 3 times

The processing parameters used for the UNSM treatment were a tungsten carbide ball with 2.4 mm
tip diameter, a static load of 20 N, a scanning speed of 1000 mm/min, an amplitude of 16 um and a
spacing of 10 pm [39].

2.2. Electrochemical Characterization

Cyclic potentiodynamic polarization (CPP) tests were done for each sample in 3.5 wt.% NaCl
solution (VWR Chemicals, LLC, Solon, OH, USA) at room temperature (25 °C). All electrochemical
tests were conducted using a potentiostat/galvanostat Gamry Reference 600 (Gamry Instruments
Inc., Warminster, PA, USA). A three-electrodes configuration cell setup was used, with a saturated
calomel electrode (SCE) as the reference electrode (RE), a graphite rod as the counter electrode (CE)
and the Inconel 718 samples as the working electrode (WE). The area exposed for the WE was 1 cm?.
The polarization scan was +1.0 Vocp at a scan rate of 1.667 mV/s for both, forward and backward scans.
An open circuit potential (OCP) of 3 h was monitored prior to performing each CPP test.

The DOS of the sensitized samples was obtained by means of the DL-EPR test. A 0.1 M
H,S0,4 + 0.01 M KSCN (VWR Chemicals, LLC, Solon, OH, USA) test solution was used at room
temperature [22,23,40]. All the samples were polished with sandpaper up to 1200 grit and rinsed with
water and ethanol and dried with air. The electrochemical cell set up for the DL-EPR test was the
same that for the three-electrodes configuration cell from the CPP. This system avoided the intrusion of
air and separated the solution from the sample until the chamber was completely deaerated, avoiding
the premature contact of the acid solution and the metal, which could attack the surface. The cell
was deaerated with nitrogen for 30 min, then the solution was pumped into the electrochemical cell.
Continuous N; bubbling was kept for the entire test to keep the air from entering the system. The OCP
was monitored for 30 min from the moment the solution covered the sample until a stable potential
was reached. After recording the OCP, a potentiostatic hold of —1.0 Vocp was applied for 1 min
with an imposed current limit of 100 mA/cm?. Then, the samples were polarized from —500 mVocp
to +500 mVocp, and subsequently reversed for a complete DL-EPR test [22]. The scan rate for the
potentiokinetic scans was 0.2 mV/s. The DOS was calculated with the ratio between the current density
peak in the activation process (forward scan) (i) and the current density peak in the reactivation
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process (backward scan) (ir) (see Equation (1)). The DL-EPR tests were done in triplicate for each of
the different thermo-mechanically treated samples.

DOS = £ x100 (%) 1)

(%]
2.3. Microstructural Characterization

The microstructural study was conducted at the cross-section of the Inconel 718 samples.
The samples were cut in half, mounted in epoxy resin and polished with 0.05 um diamond powder.
To reveal the microstructure, an etchant solution containing 17 mL HCland 1 mL H,O, (VWR Chemicals,
LLC, Solon, OH, USA) was used. The optical images were taken with a metallographic microscope
Nikon eclipse MA 100 (Nikon Corp., Tokyo, Japan), and a Hitachi TM3030 (Hitachi High-Tech. America
Inc., Schaumburg, IL, USA) was used to perform the micrographs analysis with the scanning electron
microscopy (SEM) technique, as well as energy dispersed X-ray (EDX). The grain size was calculated
based on the optical microscopy images from the metallographic microscope at X100 magnifications
following ASTM E112-13 [41]. The amount of precipitates coverage for each sample was measured
with the Image] software v.1.8.0_112 (National Institutes of Health, Bethesda, MD, USA).

X-ray diffraction (XRD) analysis was performed using a Rigaku SmartLab 3kW X-ray diffractometer
(Rigaku Corp., Tokyo, Japan), with a Cu target (Ko = 1.5406 A). The scan speed was 2°/min over the 20
range of 40°-95°. The v, v”, & and NiFe,O4 phases were elucidated in the XRD patterns.

3. Results and Discussion

3.1. Cyclic Potentiodynamic Polarization (CPP)

The CPP curves for each sample are showed in Figure 1. Sample I3 has the lowest corrosion
potential (Ecorr) from all the samples, having a value of —625 mVgcg. However, its corrosion current
density (icorr) is the lowest with a value of 2.37 tA/cm?. The icorr remains in the pA/cm? range for all
the thermo-mechanical treatments; I2 has an icorr of 3.83 pA/cm?, while 14 and 11 4.54 pA /cm? and 5.51
HA/cm?, respectively. All the values of the Eqorr and icorr are presented in Table 3. The most passive
sample is 12 with an Eqorr of =484 mVgcg. Samples 12 and 14 present a peak in the anodic branch
around the same current density of 0.36 mA/cm?; this peak is associated with the dissolution of the &
phase and NbC [42]. During the anodic polarization of Sample 12, after the dissolution of the & phase,
the sample shows greater repassivation than was observed in Sample 4. Sample 14 shows higher icorr
value and, thus is more active compared to Sample 12, despite having the same thermal treatment.
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Figure 1. Cyclic potentiodynamic polarization (CPP) curves of each sample in 3.5 wt.% NaCl.
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Table 3. Ecorr and icorr Values from the cyclic potentiodinamic polarization (CPP) curves of each sample.

Samples Ecorr, mVsCE icorrs LA/cm?
I1 -535 5.51
12 —484 3.83
13 —-625 2.37
14 —-602 4.54

3.2. Double Loop Electrochemical Potentiokinetic Eeactivation (DL—EPR)

The effect on the intergranular corrosion susceptibility of the thermo-mechanical process for
each of the four Inconel 718 samples was tested with the DL-EPR method. The DL-EPR plot for
Sample I1 presents three branches in the backward scan while in the forward resulted in only one;
this is because during the backward scan there are three different states (see Figure 2). The upper
state is the passive state; here the acid has not broken the passive film that protects the substrate.
The second state is the transient state; in this unstable state the passive film is becoming depleted
and the acid initiates the surface attack of the Inconel 718. The last state is the active state and it is
the only stable one; here the passive film is completely broken and the acid solution can dissolve the
metal [21]. The i, is obtained from the anodic branch which is in between the active and transient
states, its value is 75 pA/cm? [43]. The DOS for sample I1 is 15.7%, this sensitization is expected
for the applied thermal treatment at 675 °C, which is within the range of sensitization temperature
for Inconel 718. No intergranular corrosion was produced for Sample 12 after annealing at 1000 °C
followed by water quenching (see Figure 3). The forward and backward potentiokinetic scans matched
perfectly, meaning that the annealing treatment proved to be an effective way to overcome sensitization.
The triple repetition of the annealing treatment at 1000 °C for 10 min followed by water quenching
avoid precipitation of y” phase. Sample I3 went through three cycles of UNSM treatment drastically
increasing the DOS to 59.6% (see Figure 4). This high value of sensitization is the consequence of
the increased number of grain boundaries created by the surface plastic deformation produced by
the UNSM process. The plastic deformation applied to the top surface of the material increases the
intergranular corrosion suffered by the Inconel 718; the current density peaks increased three orders
of magnitude from 0.51 mA/cm? (i, Sample I1) to 126.9 mA/cm? (i, Sample 13), proving the higher
susceptibility to intergranular corrosion (see Table 4). This plastic deformation is also evidenced
in the microstructural analysis where carbides are formed in the newly created twin boundaries.
Finally, Sample 14, three cycles of UNSM plus the 1000 °C for 10 min and water quenching, was tested.
The DL-EPR plot in Figure 5 suggests an increase of the DOS due to the effect of the UNSM treatment
compared to Sample I1. This increase in the DOS up to 40.9% is higher than the 15.7% from Sample
I1, however compared to Sample I3 the DOS is almost one-third less. The annealing at 1000 °C for
10 min after each UNSM treatment enables the release of plastic strain and hence reducing the twin
boundaries density. In addition to the stress relaxation, due to the annealing at 1000 °C transformation
of v” occurs, leading to the formation of a more stable and corrosion resistance 6 phase. Although
the DOS decreases, the current density values of both peaks remain in the same order of magnitude
(mA/cm?). The anodic current density remains in the order of mA/cm? for the repassivation of Samples
I1, I3 and I4, which is high for a DL-EPR test for stainless steels. However, in the case of Inconel,
these current densities are within the expected range (mA/cm?) as shown by previous authors [44,45].
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Figure 2. DL-EPR (double loop electrochemical potentiokinetic reactivation) plot for Inconel 718
annealed at 675 °C for 2 h, sample I1.
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Figure 3. DL-EPR plot for Inconel 718 annealed at 1000 °C for 10 min and water quenched, reapeated
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Figure 5. DL-EPR plot of UNSM treated Inconel 718 annealed at 1000 °C for 10 min and water
quenched, repeated three times each, Sample I4.

Table 4. Degree of sensitization values for the different thermo-mechanically treated samples of Inconel
718, DOS = ;—; % 100).

Samples ir, mA/cm? ia, mA/cm? DOS, % Standard Deviation
11 0.08 0.51 15.7 2.1
12 - - - -
13 75.7 126.9 59.6 45
14 2.5 6.1 40.9 34

3.3. Microstructure Characterization

After the DL-EPR tests were completed, the Inconel 718 samples were cut in half and epoxy
mounted to perform the microstructural analysis. The Inconel 718 cross-section was revealed with the
etchant containing HCl and HyO;, the time to reveal the microstructure was between 15-20 s immersed
in the solution.

Figure 6 represents the Inconel 718 after each thermal and/or mechanical treatment. The as-received
(AR) Inconel 718 has a microstructure mainly formed by y phase, having deformation twins
scattered throughout the entire microstructure as well as some minor carbide precipitates due
to the manufacturing temperatures (see Figure 6a). The Inconel 718 sheets were hot rolled, leaving
the top surface with some plastic deformation where the grains were much smaller compared to the
bulk. Sample I1 developed more y” phase at the grain boundaries because of the thermal treatment at
675 °C for 2 h, as was expected from the TTT (time-temperature-transformation) diagram of Inconel
718 for these temperature and time conditions [46,47] (see Figure 6b). Sample 12 did not show as much
vY” phase on the grain boundaries as Sample I1, but it presented 6 phase instead as well as slightly
more carbides (see Figure 6¢). The annealing treatment at 1000 °C for 10 min and water quenching
repeated three times made the y” phase transform into its more stable 6 phase. In these first three steps,
the grain size and the density of deformation twins remained constant as no extra work had been added
to the Inconel 718 samples. However, once the UNSM process was applied, the outermost surface
layer became heavily deformed, considerably reducing its grain size as well as promoting more twin
boundaries. In Sample I3, which suffered three UNSM treatments, three regions were differentiated in
the microstructure (UNSM, transition and bulk regions) (see Figure 6d). The closer to the UNSM treated
surface, the greater the plastic deformation, reducing the grain size more severely. The transition
region between the UNSM treated region and the bulk experienced a higher concentration of twin
boundaries; here the plastic deformation was gradually reduced, having a wide average grain size.
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Finally, Sample 14 was thermo-mechanically treated with the UNSM, annealed at 1000 °C for 10 min
and water quenched, all repeated three times (see Figure 6e). This thermo-mechanical process promotes
a higher amount of § phase in the UNSM region as well as in the transition region. The UNSM
thermo-mechanically treated sample now had a higher amount of grain boundaries and hence, a higher
probability to promote 4 phase and carbides.

As received 675°C2h 1000°C 10 min
- , - p— —— S — . Hot rolled region (2 pum)
Bulk
UNSM region (16 pum)
Y
Transition region (45 pm) N . .
Bl Dclormation twins
"
mm Y
[0 NbC
Bulk o

Figure 6. Schematic of the different microstructure as a result of the thermal and UNSM processing of
Inconel 718: (a) As-received sample, (b) I1 sample, (c) I2 sample, (d) I3 sample and, (e) 14 sample.

The optical images in Figure 7 show the microstructure of the Inconel 718 samples, revealing a
similar polygonal equiaxed y phase matrix with scattered twins along the plane [9]. The morphology
and deformation twins distribution of the Inconel 718 samples found in this study resemble the
one found on the literature [17,48]. Samples AR, I1 and I2 did not experienced UNSM processing,
therefore their grain size remained constant with an average size of 11.2 um, 11.9 um and 11.4 pm
respectively [49] (see Figure 7a—c). While the microstructure of Samples I3 and 14 present three regions:
bulk, transition and UNSM (see Figure 7d,e). The bulk region has an average grain size of 11.4 um,
similar to the one for Samples AR, I1 and 12, while in the UNSM region the grain size is reduced
to average values of 7.75 um. It has been found that the DOS value highly increases from Sample
I1 to Sample I3 by almost four times, 15.7% and 59.6% respectively. In the transition zone between
the bulk and the UNSM region the grain size gradually decreases, having a more dispersed average
size, ranging from 9-10 um. The UNSM processing produced a similar penetration depth of 16.3 um
for surface-modified Samples I3 and 14 (see Figure 7f). Among all the samples, I1 shows the greater
amount of precipitates in the grain boundaries; this is due to its thermal treatment temperature being
in the sensitization temperature range for Inconel 718, as well as being subjected to it for two hours.
In the case of Samples 12 and I4—which were thermally treated at 1000 °C for 10 min and water
quenched—the grain boundaries are not affected as much after the annealing treatment, mainly because
the time of exposure is minimal compare to the one of Sample I1.

The SEM micrographs of the four treated samples (I1, 12, I3, 14) and the AR sample can be seen in
Figure 8, where all the images are at X600 magnification. The formation of the niobium carbides (NbC)
and precipitates are found at the grain boundaries and inside the twins. The AR sample shows the
typical microstructure of Inconel 718 that is found in the literature (Figure 8a). The vy matrix has some
deformation twins scattered along the microstructure as well as minor niobium carbides, probably
formed due to the manufacturing process, which are mainly located at the grain boundaries triple
junctions and twins [50]. Sample I1 experiences the highest grain boundary change from among all
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the samples, drastically increasing the amount of y” in the grain boundaries (Figure 8b). This is due
to the applied thermal treatment at 675 °C for two hours, which mainly promotes y”, according to
the TTT diagram [46]. In addition to the y” formation, higher niobium carbides are seen at the grain
boundaries and even inside the grains. By means of EDX, these niobium carbides are characterized,
having a 54.52 wt.% Nb, 22.72 wt.% C, 12.68 wt.% Ni, 5.58 wt.% Cr and 4.5 wt.% Fe content. The area
analysis also shows the presence of elements that compose the base Inconel 718 alloy. Sample 12 shows
5 phase with an equiaxed elongated shape on the grain boundaries due to the annealing treatment at
1000 °C (Figure 8c). However, the exposure time is not enough to promote them as much as Sample
I1 did with the v” [4]. In the case of Sample I3, as is clearly seen in the three regions from Figure 8d,
the bulk shows a similar microstructure to the AR sample, while the transition region becomes more
deformed and the formation of twins increases. The high deformation present in the UNSM region
produces a very fine grain that is almost undistinguishable at the magnification used (x600). Even if
more deformation twins are formed on the transition and UNSM regions, the amount of precipitates
does not increase as there is no post-thermal treatment to the UNSM process. Sample 14, annealed at
1000 °C for 10 min and water quenched after USNM process, forms § phase on the grain boundaries
(Figure 8e). The UNSM process produced a smaller grain size on the top layer of the sample, thus
increasing grain boundaries surface and hence favoring the formation of precipitates.

m UNSM region

Figure 7. Optical microscope images showing the cross-section microstructure of Inconel 718: (a)
As-received sample (x10), (b) I1 sample (x10), (c) I2 sample (x10), (d) I3 sample (x10), (e) 14 sample
(x10) and, (f) 14 UNSM region (x50).

In addition to the micrographs of the bulk of each sample, micrographs at 2000 magnifications
were also taken at the top surface. Figure 9a shows the outer most layer of sample AR, where the
rolled region can be distinguished from the bulk by the smaller grain size. As seen in Figure 8a,
deformation twins and Nb carbides are scattered throughout the microstructure. Sample I1 also shows
the numerous formations of v” phase, which is increased in the rolled region and nearby due to the
density increase of grain boundaries (see Figure 9b). The morphology of Sample 12 is similar to the
one seen in Figure 9a with the exception of the increase amount of 6 phase in the grain boundaries
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(see Figure 9¢). The top surface of Sample I3, as previously seen in Figure 8d, is heavily deformed
to the point at which it is no longer possible to distinguish the grains (see Figure 9d). In the case of
Sample 14 (see Figure 9e), the 6 phase is more concentrated in the UNSM region, which implies that the
volume fraction covered by y” phase is lower, as shown by previous authors [12,46,51]. Besides the &
phase formation, the microstructure of Sample 14 resembles that previously seen of Sample I3, having
higher twin boundaries in the transition region and scattered carbides in the grain boundary triple
junctions. Due to the annealing temperature of 1000 °C after each UNSM an oxide scale is formed on
top of the UNSM region.

Figure 8. SEM (scanning electron microscopy) images showing the cross-section microstructure of
Inconel 718: (a) As-received sample (x600), (b) I1 sample (x600), (c) I2 sample (x600), (d) I3 sample
(x600) and, (e) 14 sample (x600).

In order to quantify the effect of the UNSM process plus the thermal treatment, the area fraction
of the grain boundaries covered by 6 phase was calculated by Image]J analysis [49]. Ten different SEM
micrographs were used to measure the grain boundaries covered by  phase; x1000 magnifications
images were used for the bulk region while images at 2000 magnifications were used for the UNSM
region. The image analysis showed that in the bulk region, Sample I2 had a 6 phase area fraction of
3.94% while Sample 14 had a 6 phase area fraction of 4.09% (see Table 5), while for the UNSM region in
Sample 14 the 6 phase area fraction increases to 9.87%. In addition to the grain boundary covered by 5
phase area fraction study, an analysis of the volume fraction was done using the systematic manual
point count by the ASTM E562 [52]. The grid size was set to 100 point grid, and with a relative accuracy
of 20% the number of images to measure for Samples 12 and 14 were 10 each. The volume fraction
obtained for the bulk of 12 and 14 was 4.15 and 4.25, respectively. The difference between the area
and volume fraction is not very significant. The volume fraction for the UNSM region was 10.15.
The addition of the annealing treatment at 1000 °C for 10 min reduces the residual stress created by
the UNSM process, as well as promoting the formation of 5 phase, which also reduces the corrosion
susceptibility. Both effects make the DOS decrease from 59.4% to 40.9%, as seen in Figures 4 and 5 for
the DL-EPR test.



Metals 2020, 10, 204 110f15

UNSM region . ¥ . o
P RN , ./~ Nb.carhide

" Transition region

Figure 9. SEM images showing the area close to the treated surface of Inconel 718: (a) As-received
sample (x2000); (b) I1 sample (x2000); (c) I2 sample (x2000); (d) I3 sample (x2000); (e) 14 sample

(x2000).
Table 5. 5 phase area and volume fraction coverage for Samples 12 and 14.
Region & phase Standard & phase Standard
& Area Fraction, % Deviation Volume Fraction, % Deviation
Sample 12
Bulk 3.94 0.55 4.15 0.23
Sample 14
Bulk 4.09 0.47 4.25 0.29
UNSM 9.87 1.53 10.15 1.18

The XRD patterns for the different samples are shown in Figure 10, where the main phases
are labeled with their respective peaks in the stick pattern. The AR sample mainly shows y phase
diffraction peaks, as it has neither thermal nor mechanical treatment. These XRD results are in good
agreement with the SEM analysis, which did not show precipitates. Sample I1, as previously found in
the SEM, shows a higher volume of y” in its pattern. The presence of y” phase is not directly seen
as a single sharp peak; however, it can be confirmed by the distribution of sideband profiles around
the v peak (111) at 20 = 43° (marked with an arrow in Figure 10), which indicate the presence of an
austenite microregion (y’—FCC) within the y matrix [53,54]. The y” peaks are inside the y phase peaks,
which have a higher intensity. Sample 12 has more Nb precipitates as it was thermally treated at
1000 °C, showing peaks of 4 phase. Sample I3 does not show high concentrations of 4 phase or y” as
individual peaks. However, as also seen in Sample I1, sideband profiles are found around 26 = 43°
showing the y” inside the y matrix. Finally, Sample I4, shows the peaks of 5 phase with higher intensity,
due to the increased amount of 6 phase grain boundary coverage because of the UNSM process. It also
shows the formation of a new peak around 26 = 63°, which corresponds to the NiFe,O,. This spinel
phase is a protective oxide that is formed due to the high temperature, which is seen in Figure 9e [55].
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Figure 10. XRD (X-ray diffraction) patterns for Inconel 718 samples with different thermal and/or
UNSM treatments.

The effect that the UNSM treatment has on the DOS of Inconel 718 has been studied by different
techniques. In this study, it has been shown that the plastic deformation generated during the UNSM
treatment reduces the grain size, as seen in both the optical and SEM microstructures images. The grain
size reduction increments the concentration of grain boundaries close to the UNSM treated surface,
making Inconel 718 more susceptible to intergranular corrosion. The DOS of the UNSM treated Sample
I3 is 59.6% while Sample I1 treated at 675 °C for two hours only has a DOS of 15.7%. Nevertheless,
the annealing treatment of 1000 °C promotes the formation of 6 phase, stable form of the y” phase;
which reduces the intergranular corrosion susceptibility. This annealing treatment after UNSM process
reduces the DOS to 40.9% (Sample 14), compare with 59.6% DOS value obtained for UNSM treated
Sample I3 with no post-thermal treatment. The 6 phase obtained from the annealing treatment (y” — 6
transformation) is seen in the diffractograms as a sharp peak at 26 = 57°.

4. Conclusions

In this work the influence of the UNSM process and post-thermal treatments on the degree of
sensitization of Inconel 718 was studied. The main conclusions can be drawn as follows:

The UNSM process depletes the corrosion properties of the Inconel 718 compared to the AR
sample. Nevertheless, the application of the annealing treatment at 1000 °C releases stresses and
lowers the DOS down to 40.9%, almost one-third the value of non-annealed UNSM sample (59.6%).

The decrease in the grain size due to the UNSM treatment—from 11.3 pm to 7.75 um—increases
the grain boundary density, consequently enhancing the formation of niobium carbides and 4 phase
due to thermal treatments.

The area fraction of grain boundary covered by & phase increases from 4.09% in the bulk region to
9.87% in the UNSM region after the annealing treatment is applied to the Inconel 718.

The increased amount of § phase in the grain boundaries reduces the intergranular corrosion
susceptibility as the 6 phase is more stable than the y” phase. The 6 phase preferentially forms in the
grain boundaries’ triple junctions and the twin boundaries.

Formation of the § phase in the top surface after the UNSM processing and the annealing
thermal treatment of 1000 °C was elucidated with XRD patterns. The thermo-mechanical treated
Sample I4, developed a higher intensity & phase diffraction peak, thus producing a lower DOS value
compared to UNSM treated Sample I3, and conferring on Inconel 718 a better performance against
intergranular corrosion.
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This work enhances the current knowledge of UNSM treatment of Inconel 718 by assessing the
resulting DOS and corrosion performance. Therefore, further research is necessary to evaluate the
changes in mechanical properties such as wear, friction, and micro-hardness caused by sensitization.
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