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Abstract: The present article investigates the fabrication of oxide dispersion strengthened (ODS)
ferritic stainless steel (FSS). Three different ODS alloys with three different Al contents were fabricated,
where the presence of Al-based oxides play a crucial role in determining the size of the oxide particles.
Due to Ostwald ripening, the samples with Al show coarser oxide particles compared to the alloy
without Al, which hampers the density of the fabricated samples and, hence, have reduced hardness
levels. The present results suggest that the composition of the oxide present in ODS plays a crucial
role in determining the properties of these samples.
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1. Introduction

Oxide dispersion strengthened (ODS) ferritic-stainless steel (FSS) is widely used in the advanced
fission and fusion reactors because of their excellent high-temperature properties [1-7]. In addition,
the presence of highly rigid nano-sized oxide particles in ferritic ODS steels offers superior resistance
to neutron irradiation. The nano-sized oxide particles act as a barrier for the dislocation movement,
resisting embrittlement, and resistance to void swelling when compared with conventional ferritic
steels [8]. In addition, for heat resistant structural applications (fast breeder reactors and thermal
power plants), the high chromium FSS is widely used. Karak et al. and Miller et al. had reported
that for elevated temperature applications, the BCC (body-centered cubic crystal) FSS exhibit good
resistance to creep with higher thermal conductivity, superior oxidation resistance, excellent resistance
to swelling, better tensile and compressive strength, and low coefficient of thermal expansion [9,10].
It has been reported that FSS suffers by embrittlement, known as 475 °C embrittlement when the
materials are operated between 400-550 °C, which severely hampers the creep strength and swilling
resistance [6]. To overcome such deficiencies, the FSS matrix is reinforced with nanoparticles especially
oxides, which improves the strength of the composite and prevents grain boundary sliding both at
room and elevated temperatures [11-14]. When compared to the austenitic stainless steels, the FSS has
better swelling resistance and mechanical properties, at elevated temperatures [15,16]. When Al is
added to the high chromium steel which activates the coarsening of the oxide particles (due to the
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formation of Y-Al-O), thereby reducing the elevated temperature strength. In contrast, the addition of
Al along with Zr to the ferritic matrix could offer better-elevated temperature resistance to corrosion.
Hence, the binding energy of Y-ZrO; in an iron matrix is higher than that of Y-Al, O3, thus Y-ZrO,
is preferred than Y-Al,Oj particles [17-19]. Moreover, the Y-ZrO, based oxides are easy to form and
have higher stability than Y-Al,O3 based oxides [20].

Powder metallurgy (using mechanical milling/alloying), combined with consolidation
(hot-pressing, hot-extrusion, sintering, etc.) can be effectively used to produce ODS ferritic steels [21-25].
However, hot-consolidation processes like the sintering process lead to grain growth, which is the major
issue in powder metallurgy [26]. However, the addition of ultrafine dispersoids, such as Y,0O3, TiO;, and
Zr0O,, through mechanical milling/alloying, can prevent grain growth at elevated temperatures [27-29].
The ultrafine/nano-oxide particles especially Y with Ti added to the ODS alloys refine the oxides
particle size at their forming temperature (1000-1150 °C). These non-stoichiometric enriched complex
oxides (Y-Ti-O) were found to be attractive to improve irradiation resistance and creep resistance
due to oxide formation and size-effects. The addition of Ti especially helps in preventing Ostwald
ripening and W was incorporated to promote solid solution strengthening, which, in turn, increases
the high-temperature properties and decreases the creep strain rate. Hence, careful selection of oxides
is a pre-requisite in the formation of ODS materials containing nano-sized oxides. In the present
investigation, the different combinations of the ODS alloy containing 17Cr-0.3 wt.% Y,0O3 and 0.5
wt.% ZrOy, 0.1 wt.% Ti, 1 wt.% W and Al (2 wt.% and 4 wt.%) will be fabricated using conventional
ball milling and vacuum hot pressing. None of the existing reports deal with the fabrication of ODS
alloys (430L-Y,03-ZrO,-Ti-W-Al) by vacuum hot pressing method and, hence, the present study gains
its importance. The structural characteristics, microstructure, and mechanical properties are studied
systematically using X-ray diffraction (XRD), optical microscopy (OM), scanning electron microscopy
(SEM), differential scanning calorimetry (DSC), transmission electron microscopy-energy dispersive
spectroscopy (TEM-EDS), and Vicker’s hardness test and compression test.

2. Materials and Methods

The powder mixtures of 17Cr ferritic ODS steels were prepared from the 430 L pre-alloyed powder
by adding requisite amounts of W, Ti, Al, ZrO,, and Y,O3. Three different compositions of the ferritic
ODS steel powder mixtures namely Alloy A, Alloy B, and Alloy C were prepared using high-energy ball
milling (HEBM) using Fritsch Pulverisette 7, PM400, from Fritsch, Weiman, Germany. The composition
of the three alloys was furnished in Table 1. The morphology as well as the mean particle size of the
starting powders were introduced in Table 2.

Table 1. Chemical composition of the three oxide dispersion strengthened ferritic stainless
steel compositions.

Specification Cr Mn Si C P S Fe Theoretical
wt.%)  (wt%) (wt%) (wt%) (Wt%) (wt%) (wt%)  Density (g/cc)
430L 17 0.89 0.89 0.02 0.01 0.01 Bal. 7.70
Alloy A (430L+0.3Y,03+0.5Zr0,+0.1Ti) wt.% 7.67
Alloy B (430L+0.3Y,03+0.5ZrO,+0.1Ti+1W+2Al) wt.% 7.68
Alloy C (430L+0.3Y203+0.5ZrO+0.1Ti+1W+4Al) wt.% 7.59

The density of the three alloy compositions was calculated using the rule of the mixture [30].
The mechanical alloying (MA) was carried out using HEBM using stainless steel vial and balls of
10 mm diameter. The HEBM parameters are 300 rpm rotation speed, 20 h milling time, and 10:1 ball to
powder ratio. To avoid combustion during MA, toluene was used as a process control reagent [31-33].
The MA powders were sampled at different intervals (0 h, 5h, 10 h, 15 h, and 20 h, respectively) and
were subjected to structural characterization using X-ray diffraction (XRD) using a Philips X-pert MPD
equipped with Cu-Ko (A = 1.542 A) radiation from Philips, Karlsdorf-Neuthard, Germany. The operating
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voltage and current are 30 kV and 30 mA. The data was scanned from 30 to 90 (26 degree) with the
speed of 4 degrees/minute. The crystallite size was calculated from the XRD patterns using the Debye
Scherrer equation [34] and lattice strain was calculated according to the Wilson-Stokes method [35].
The powder morphology was evaluated with a scanning electron microscope (SEM), using a JEOL/EO
device with an accelerating voltage of 15 kV and an operating distance of 11.5 mm. The thermal
analysis of the 20 h milled powders was carried out using the differential scanning calorimeter (DSC)
using Netzsch DSC 404C. DSC from Netzsch, Selb, Germany was carried out between the temperature
range 26 °C and 730 °C for the 20 h MA powders. A heating rate of 10 °C/min was used for all three
compositions. The 20 h MA powders were consolidated using the vacuum hot pressing (VHP) device
using the following parameters: a temperature of 1170 °C, pressure of 60 MPa, and a cooling rate of
50 °C/min. Throughout the VHP process, the vacuum level was maintained at ~10~3 Torr.

Table 2. The morphology and mean particle size of the starting materials (powders).

Alloy/Element Morphology Mean Particle Size
430L Plate shaped Apprx. 22 um (length)
V4{0)) Irregular shaped Apprx. 12 um dia.
Y,03 Irregular shaped Apprx. 10 um dia.

W Irregular shaped Apprx. 30 um dia.
Al Spherical 67 um
Ti Spherical 50 pm

The consolidated samples were tested for density levels and subsequently for hardness.
Transmission electron microscopy (TEM) analysis was carried out on the consolidated samples,
to evaluate the presence of oxides and their distribution using INCA Xsight-JEOL from Jeol, Freising,
Germany, JEM-2100 operated at 200 kV. The TEM sample was discs of 3 mm diameter punched from
the consolidated samples that were mechanically (polished) reduced to 50 pm in size. The discs were
then subjected to twin-jet electro-polishing at —20 °C using 25 mL HNOj3 and 75 mL methanol at 20 V.
This is followed by dimpling grinding (Gatan model 656) followed by ion milling (Gatan model 691).
The energy dispersive X-ray (EDAX-FEI) spectroscopy attached to TEM was used for the elemental
spot analysis. To identify the phases present in the alloys, selected area diffraction was conducted.
The hardness of the hot-consolidated samples was measured using Vicker’s hardness tester using an
FIE Model OMEGA hardness tester from Omega, Deckenpfronn, Germany with a load of 5 kgf and 10 s
dwell time. The compressive strength of the samples were tested using Zwick/Roell Z100 compression
testing device as per the standard ASTM (American Society for Testing and Materials) E209 with a
strain rate of 1 x 1073 571,

3. Results and Discussion

3.1. Structural Characterization of the Powders by XRD

The structural analysis of the three alloys considered is shown in Figure 1. All of the three alloys
show the presence of individual ferrite peaks-o-Fe (that are sharp and distinct) for the un-milled
powder (0 h milled). No other peaks other than the ferrite peaks were observed. With increasing
milling time, the ferrite peak broadens and after 20 h milling the identity of the ferrite peaks nearly
disappear. This is due to the increase in the internal strain and internal defects and a decrease in
the coherent domain size/the crystallite size. With the increase in the milling time from 0 h to 20 h
a light peak shift is observed towards lower angles suggesting a complete solubility of the solute
(Cr, Ti, and W) in the solvent (Fe) [36]. On the other hand, the peaks of Y,03, ZrO,, Ti, W, and Al
elements/phases are not visible, since only small quantities of these elements/phases were added and
they are well below the deductible limits of the XRD. Generally, during the MA process, the particles
are exposed to repeated cold welding, fracture [37], and finally form a single-phase solid solution,
due to the Gibbs-Thompson effect [38], like in the present case. It has been observed from the XRD
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patterns (Figure 1) that with increasing MA time, the peaks become broad, due to a decrease in the
crystallite size and increase in the internal strain in the powder samples. The changes in the crystallite
size and the internal strain in the powders as a function of milling time is furnished in Figure 2. It may
be observed that all the three alloys show a similar trend, where the crystallite size decreases. After 20 h,
Alloy A, Alloy B, and Alloy C reaches a crystallite size of 3.6 nm, 4.4 nm, and 5.2 nm, respectively. It is
obvious from the results that the addition of Al leads to an increased crystallite size (coarsening effect).
However, the internal lattice strain in all the three alloys (Alloy A, Alloy B, and Alloy C), after 20 h
of MA, remained similar ~1.5%, suggesting that the addition of the minor elements does not have a
significant influence on the lattice strain as a function of milling time.
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Figure 1. X-ray diffraction (XRD) patterns of the mechanically alloyed powders: (a) Alloy A, (b) Alloy

B, and (c) Alloy C as a function of milling time.
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Figure 2. Crystallite size and lattice strain of the mechanically alloyed powders for the alloys (a) A,
(b) B, and (c) C calculated from the XRD patterns as a function of milling time.
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3.2. Morphology of the Mechanically Alloyed Powders

The morphology of the MA alloyed powders (from Alloy A, Alloy B, and Alloy C) as a function of
milling time is arranged in Figure 3. Obviously the un-milled (0 h) powders from all three alloys show
similar morphology owing to the same spherical shape of the material. The fine size oxides (Y,O3 and
ZrQO;,) are found to disperse unevenly in the matrix. The less number of flaky particles of Al are also
observed in Alloys B, and C (Figure 3f k). As expected, during the MA process, the powder particles
underwent repeated welding and fracture events [39]. The particle size decreases for all three alloys
after 10 h of MA due to repeated welding sequences (Figure 3c,h,m). Fragmentation of the powder
particles is also observed with prolonged MA and after 20 h of MA, powder particle of sizes smaller
than the initial un-milled powders are observed (Figure 3e,j,0). The fragmentation of the particles
is due to prolonged work-hardening and the repeated cold welding is due to the contact of nascent
surfaces after fragmentation. Finally, 20 h of milled powder show considerably reduced crystallite in
the nano regime.
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Figure 3. Scanning electron microscopy images of the mechanically alloyed powders (from (a-e) Alloy
A, (f-j) Alloy B, and (k—o0) Alloy C) as a function of milling time.

3.3. Thermal Effects on MA Milled Powder Alloys

Figure 4 displays the DSC traces of the 20 h MA powders. The DSC traces show an exothermic
behavior in all three alloys between 100 and 600 °C, which may be attributed to the revival of the
alloys. The temperature of interest was between 400-600 °C because of the possible embrittlement
of the material around these temperatures. However, there are no distinct sharp peaks observed in
three alloys, confirming no phase changes taking place within the temperatures considered. However,
the traces show the presence of a magnetic transition in Fe. A sharp peak with relatively less intensity
was observed in Alloy A (~525 °C), corresponding with the recrystallization of the alloy. However,
such an event is absent in Alloys B and C because of the presence of Al, which promotes coarsening
(Ostwald ripening), and suppresses the recrystallization event. Apart from this event, no other
significant changes are observed in the three considered alloys.
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3.4. Density and Microstructure of the Consolidated Samples

The density of the consolidated alloys were calculated using Archimedes method. Accordingly,
the density of the matrix (without any ODS reinforcement) was found to be 7.70 g/cc (~99.7%). The alloy
without the presence of Al (Alloy A) shows a relative density of ~99%. On the other hand, the alloys
with the presence of Al (Alloys B and C) show a relative density of ~98%. The alloys containing Al
exhibit a decreased relative density because of the formation of Al-based oxide (Y-Al-Zr-O) in the
system, which is very hard compared to the other oxides and, hence, hampers the consolidation process.
Hence, Alloys B and C have more porosity than Alloy A. A similar trend was observed by Garcia
et al. [40,41] for the 14Cr ferritic steel with and without the addition of Al. In the Alloy A (Al-free),
Y-Zr-Ti-based oxides have a higher binding energy in an iron matrix and they can easily precipitate
and are more stable than the Al-based oxides in Alloys B and C. The formation of the fine-grained
Y-Zr-Ti-based nano-oxides need lower energies than the formation of Al-based oxides in Alloys B and
C. Hence, Alloy A shows marginally better relative density than the Alloys B and C.
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Figure 4. Differential scanning calorimetric results obtained from the 20 h mechanically alloyed
powders from Alloy A, Alloy B, and Alloy C.

The microstructure of the hot-pressed alloys A, B, and C are shown in Figure 5. All of the three
alloys show the presence of a single-phase microstructure (completely ferritic in nature (Fe, Cr)) as
observed in Figure 5. The addition of aluminum to the alloys B and C has led to the formation of
coarser grains. The grain size numbers observed from the OM images were tabulated in Table 3,
where the grain sizes were measured using the Jeffries planimetric method. The hot pressed ODS alloy
B and alloy C have shown an average ASTM grain size number of 6 and 8, respectively. On the other
hand, an ASTM grain size number of 16 was observed for the aluminum free alloy A.

Figure 5. Optical microscopy images showing the microstructures of the samples (a) alloy A, (b) alloy
B, and (c) alloy C after vacuum hot pressing.
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Figure 6 shows the TEM-EDS images of the consolidated ODS samples (for all three alloys). Zones I
and II marked in the TEM images show the positions at which the I—the EDS spectrum was made
(see Figure 6b,d,f) and II—corresponds to the oxide particle, where EDS spectrum was measured and
tabulated in Table 4. Figure 6a shows the presence of spherical shaped complex Y-Zr-Ti-O oxides in the
Alloy A, which is confirmed by the EDS data shown in Figure 6b and Table 4 (Alloy A). The individual
elemental composition of the oxides observed from the EDS data is furnished in Table 4. The elemental
composition data in Table 4 for all three alloys corroborates with the initial composition of the elemental
powders before milling. In addition, the TEM images show that the oxides (Y,O3; and ZrO,) are
distributed uniformly in the Fe-matrix and the average size of the nano oxide particles (Y-Zr-Ti-O)
observed in Alloy A is between 15-18 nm (Figure 6a).

However, it may be observed that the nano complex oxide particles (Y-Zr-Ti-Al-O) were uniformly
distributed in the Alloys B and C. Their average size increases and are observed in the range of 20-25 nm
(Figure 6¢,e), which is relatively bigger than the particles observed in Alloy A. The composition of
the vacuum hot pressed samples and the nano complex oxide particles (Y-Zr-Ti-Al-O) of Alloys B
and C, which is confirmed by the EDS data shown in Figure 6d,f and Table 4 (Alloy B and Alloy C).
The increased size of the oxide particles in Alloys B and C may be attributed to the presence of Al,
which contributes towards Ostwald ripening, leading to the growth of the oxide particles during
the consolidation process. Moreover, alloy A binding energy cluster is much higher than that of the
alloys B and C group in the iron matrix. Irrespective of the size and composition of the oxide particles,
they are uniformly distributed in the ferritic matrix without significant agglomerations. It may be
observed from the chemical composition sheet in Table 4 (for the oxide particles marked in Figure 6)
that Alloy A lacks in the presence of Al, whereas Alloys B and C show the existence of Al of about 2.18
wt.% and 3.18 wt.%, respectively. In addition, the oxygen content in the oxide is similar in both Alloys
A and B but shows a marginal drop in Alloy C. More over importantly, the Zr content in Alloys B and
C decreases marginally as compared to Alloy A [41,42].

Table 3. ASTM (American Society for Testing and Materials) grain size number and average grain size
of the vacuum hot pressed ferritic oxide dispersion strengthened alloys.

Composition ASTM Grain Size Number Average Grain Diameter (um)
Alloy A 16 1.8
Alloy B 6 8
Alloy C 8 10

Table 4. Chemical content of the complex oxide particles—II (from the transmission electron microscopy
images) for the alloys: Alloy A, Alloy B, and Alloy C.

Alloy A Alloy B Alloy C
Specification

Wt. % At. % Wt. % At. % Wt. % At. %
OK 4413 80.20 45.06 80.42 43.96 78.42
TiK 2.40 0.24 2.06 0.24 2.08 0.16
CrK 0.70 0.45 0.80 0.29 0.80 0.28
FeK 1.50 0.47 1.62 0.90 1.64 0.80
YK 17.20 5.15 18.01 5.33 17.71 5.41
ZrK 34.07 13.49 30.03 10.58 30.94 10.68

AlK - - 2.18 225 3.18 3.25
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Figure 6. Transmission electron microscopy images and subsequent energy dispersive X-ray
spectroscopy of the consolidated oxide dispersion strengthened alloys ((a,b) Alloy A, (c,d) Alloy
B, and (e,f) Alloy C).

3.5. Hardness of the Consolidated ODS Specimens

The Vickers microhardness values of the consolidated specimens (from 20 h milled powders) for
all three alloys Alloy A, Alloy B, and Alloy C and the matrix (430L) were observed to be 870 VHN,
791 VHN, 777 VHN, and 280 VHN, respectively. The difference in the hardness values observed
between Alloy A and Alloys B and C may be attributed to the presence of Al in Alloys B and C. Alloy
A, without the presence of Al, leads to the formation of finer oxides (Y-Zr-Ti-O) that are distributed
uniformly in the ferritic matrix. On the other hand, Alloys B and C form relatively coarser oxides
(Y-Zr-Ti-Al-O) due to Ostwald ripening (because of the presence of Al that promotes Ostwald ripening).
In addition, the Y-Zr-Ti based oxides (Alloy A) are more coherent with the matrix compared to the
Y-Zr-Ti-Al based oxides (Alloys B and C). Both the size effect and the coherency of the oxide precipitates
in the ODS FSS leads to the differences in the hardness levels in the three compositions considered.
The present study demonstrates the importance of choosing the right elements/phases for ODS FSS,
where small additions of certain elements like Al can cause significant changes in the microstructure
and may hamper the mechanical properties of these ODS alloys.

3.6. Compressive Strength of the Consolidated ODS Specimens

Figure 7 shows the compressive stress-strain curve for the three ODS alloys performed as per the
ASTM standards. A compressive strength of 2700 MPa is observed for Alloy A, the strength decreases
marginally to 2680 MPa for Alloy B, and it further decreases to 2670 MPa for Alloy C. However all the
composite samples (Alloys A, B, and C) show very high compressive strength than the monolithic
matrix without reinforced (~660 MPa). However, all the three alloys show better compressive strength
than the 17.5Cr ferritic ODS steel (79.0 Fe-17.5Cr-2.0A1-0.5Ti) fabricated via pulse plasma sintering and
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high pressure sintering by Karak et al. [38]. The improvement in the compressive strength observed
in the present alloys compared to the alloys developed by Karak et al. [43] may be corroborated to
the presence of nano complex oxides that can arrest the dislocation motion along the grain boundary
during deformation.

Considering all the three alloys considered, alloy C with the addition of 4 wt.% Al leads to grain
coarsening effect (this might be attributed to the softening of the microstructure which may observed
from the hardness values). Whereas Alloys A and B have higher hardness than Alloy C. For the
nuclear cladding tube applications, the alloy C is best suitable material, because of the grain coarsening
effect and the uniform distribution of nano complex oxides particles (Y-Zr-Ti-Al-O) in the Fe matrix.
This effect leads to the prevention of the grain boundary sliding at high temperatures. In addition,
the presence of 4 wt.% of Al in Alloy C improves both the oxidation and corrosion resistance at
high temperatures.
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Figure 7. Compressive stress-strain curve of the consolidated oxide dispersion strengthened alloys
(Alloy A, Alloy B, and Alloy C).

4. Conclusions

The present investigation suggests that mechanical alloying combined with vacuum hot pressing
may be used as a potential technique to fabricate bulk 17Cr ferritic oxide-dispersion strengthened
stainless steel. The following observations may be made:

»  The density and hardness of vacuum hot pressed alloys show increasing trend due to higher
sintering temperature of 1170 °C and pressure of 60 MPa than the existing methods.

»  Nanocrystalline size of the powder particles decrease rapidly with increases in milling time (20 h),
whereas the lattice strain increases with increasing milling time.

»  The microstructure of considered alloys A, B and C shows uniform distribution of nano oxide
particles and complex oxides particles of Y-Zr-Ti-O (Alloy A), Y-Zr-Ti-Al-O (Alloy B) and
Y-Zr-Ti-Al-O (Alloy C), which is evident from TEM-EDS.

»  Aluminum free Alloy A has higher density and hardness than the aluminum containing Alloy B
and C, due to the presence of a refined microstructure

The results demonstrate that the composition of the material and the distribution of nano complex
oxides is crucial for achieving good properties in the oxide dispersion strengthening, based ferritic
stainless steels. Based on the observations made in the current study, alloy C is the best-suited alloy for
nuclear cladding material due to the presence of a coarse microstructure.
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