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Abstract: The radioactive corrosion products %Co and ®°Co in the primary loops of pressurized water
reactors (PWRs) are the main sources of radiation doses to which workers in nuclear power plants are
exposed. To understand cobalt deposition on 304 stainless steel (304SS), which is the main structural
material used in the primary loop, the microstructural characteristics and chemical composition of a
304SS surface layer immersed for 240 h in borated and lithiated high-temperature water containing
cobalt were investigated with scanning electron microscopy (SEM), X-ray diffraction (XRD), laser
Raman spectroscopy (LRS), X-ray photoelectron spectroscopy (XPS), glow discharge optical emission
spectrometry (GD-OES), and inductively coupled plasma emission mass spectrometry (ICP-MS). The
results showed that two distinct cobalt deposition layers (an outer layer of CoFe,O4 and an inner
layer of CoCryOy4) were formed on the 304SS after 240 h of immersion. Further research showed that
CoFep;O4 was formed on the metal surface by coprecipitation of the iron preferentially dissolved
from the 304SS surface with cobalt ions from the solution. The CoCr,O4 was formed by ion exchange
between the cobalt ions entering the metal inner oxide layer and (Fe, Ni) Cr,O4. These results are
useful in understanding cobalt deposition on 304SS and have a certain reference value for exploring
the deposition behavior and mechanism of radionuclide cobalt on 304SS in the PWR primary loop
water environment.

Keywords: 304SS; cobalt; deposition; spinel; primary loop

1. Introduction

Radiation protection is one of the most important issues in the operation of nuclear
power plants. In fact, nonradioactive corrosion or abrasion products on the surfaces of metal
components in the primary loop system of a PWR nuclear power plant are activated by
neutrons in the core and form radioactive corrosion products (ACPs) (51 Cr, %*Mn, 58Co, *Fe,
60Co, 110mAg 122Gh) which are transferred outside the core by the coolant and deposited
on the inner surfaces of the equipment, forming radiation fields [1,2]. Among them, 00Co
and %Co are the main radioactive products formed in the primary loop and the main
sources of irradiation doses for power plant maintenance personnel; approximately 90% or
more of the collective dose comes from the deposited corrosion products [3-5]. Therefore,
it is important to explore the deposition behaviors of ACPs on the metal surfaces of PWRs
under normal conditions. Specifically, these explorations will provide a theoretical basis for
selecting appropriate methods to inhibit or remove the contaminating elements (**Co and
60Co).

Austenitic stainless steel (SS) is commonly used in the chemical industry, construction,
food production, and nuclear power fields due to its excellent mechanical properties
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and corrosion resistance [6]. In the primary loop system of a PWR nuclear power plant,
304SS is the main structural material of main pipes and core components [7]. To better
understand the deposition behavior of cobalt on the surfaces of 304SS within the primary
loop system of PWRs, it is crucial to understand the behavior of the radionuclides (*®Co
and ®°Co) migrating to the surface of the steel and chemically interacting with related
substances. Holdsworth et al. [5] studied the depth distributions of cobalt deposition on
316 stainless steel by simulating normal water conditions (NWC) and hydrogen water
conditions (HWC) for a boiling water reactor. They found that cobalt was deposited on
the surface of 316 stainless steel after 500 h. The maximum concentrations of cobalt on
the metal surface under NWC (1.7 wt.%) and HWC (1.6 wt.%) were essentially the same,
and the highest concentrations were found at the interface between the inner and outer
oxide layers. However, the deposition depth of cobalt in the normal water environment
(700 nm) was significantly greater than that in the hydrogen water environment (90 nm).
Cobalt depth distributions were also reported in the study by Hosokawa et al. [8] and
they generally agreed with those of the above study. In addition, Fuse et al. [9] studied
radioactive contamination by cobalt by simulating the water environment of a boiling
water reactor based on the Gibbs free energies of the reactions between metal ions and
oxides; the cobalt on the surfaces of carbon and stainless steel was mainly deposited as
CoFe;04 and CoCryOy, and there was a direct link between the concentration of cobalt
and the formation of oxide films on the metal surface. Cantatore et al. [4] explained the
formation of two cobalt contamination layers on a metal surface by using 1st principles
modeling, and the addition of zinc to the solution inhibited the deposition of cobalt on the
metal surface. Many experimental or simulation studies have been conducted for boiling
water reactors, but there are not enough studies of cobalt deposition in the water cooling
circuits of PWRs.

The main objective of this paper was to use SEM, XRD, LRS, XPS, GD-OES, and
ICP-MS to investigate the microstructural characteristics and behavior of cobalt deposited
on 304SS after immersion in 335 °C water containing 2.2 ppm LiOH, 1200 ppm H3BO3, and
500 ppm Co(NOs), for 240 h.

2. Experimental
2.1. Materials and Specimens

The chemical composition of the 304SS is listed in Table 1. The composition was deter-
mined by spark discharge atomic emission spectrometry (Spark-AES). The test specimens
were cut to sizes of 10 mm X 10 mm x 2 mm. The 10 mm x 10 mm surface was ground
with SiC papers of 180 to 2000 particle size. The specimens were then carefully cleaned in
ethanol and acetone to remove surface contaminants. The XRD analysis showed that the
304SS consisted of a martensitic Fe (x) phase and an austenite Fe (y) phase. The average
grain size was 15.9 um.

Table 1. Chemical composition of the 304SS used.

Elements C Si Mn S P Co Ni Cr Fe
A&‘E‘O‘/r;ts 0.05 0.45 0.95 0.005 0.036 0.23 7.93 182 Bal.

2.2. Experimental Procedures

The specimens were immersed in a static autoclave with a volume of 500 mL and
maintained at 335 °C and 15.5 MPa for 240 h. The 250 mL solution in the autoclave
contained 2.2 ppm LiOH, 1200 ppm H3BOj3, and 500 ppm Co(NO3),-6H,O. Under normal
conditions, the saturated vapor pressure was 13.7 MPa in the closed environment at 335 °C.
Before warming up, a booster pump was used to add 2.5 MPa of air to ensure that the
pressure in the autoclave was 15.5 MPa when the temperature was raised to 335 °C. In the
experiments, %?Co was chosen instead of the radionuclide ®*Co because it has the same
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chemical properties as ®*Co but is not radioactive, which facilitated safe handling and
subsequent microstructural characterization.

After immersion, the specimens were dried. The surface morphologies of the spec-
imens were examined by scanning electron microscopy (TESCAN CLARA SEM, Hi-
tachi, Tokyo, Japan). The phases of the specimens were determined by X-ray diffraction
(SmartLab SE XRD, Rigaku, Bruker AXS, Karlsruhe, Germany) with Cu K« radiation. The
compositions of the specimens’ surfaces after immersion were analyzed by laser Raman
spectroscopy (LRS, Renishaw, Gloucestershire, Britain), using a selected band of 532 nm
and a shift range of 150-800 cm~!. The chemical compositions of the specimens were
investigated by X-ray photoelectron spectroscopy (AXIS SUPRA+ XPS, Thermo Fisher
Scientific, Waltham, MA, USA). The photoelectrons were excited by a monochromatic Al
Ka source operated at 15 kV with an initial photoenergy of 1486.6 eV. The resulting XPS
spectra were calibrated with the standard carbon C 1s binding energy of 284.8 eV. The ele-
mental depth profiles were analyzed using a GDA 750HP glow discharge optical emission
spectrometer (GD-OES, Thermo Fisher Scientific, Waltham, MA, USA) with low detection
limits (0.1-10 ppm) and a high depth resolution (~1 nm). In addition, GD-OES was applied
to determine the depth distributions for elements in the nano-oxide films on the surface of
304SS [2,10]. The ion concentrations of the solution in the autoclave were measured by in-
ductively coupled plasma emission mass spectrometry (ICP-MS, Thermo Fisher Scientific,
Waltham, MA, USA) before and after 240 h of immersion.

3. Results

Figure 1 shows the surface morphology and surface element distribution of the 304SS
specimen before and after 240 h of immersion in high-temperature and high-pressure water
containing 2.2 ppm LiOH, 1200 ppm H3BOj3, and 500 ppm Co(NOj3),. From Figure 1a,b,
it is obvious that only the scratches left by grinding were clearly visible on the surface of
the original specimen; after 240 h of immersion, inconsistently sized particles appeared
on the surface of the 304SS, and these particles completely covered the original scratches.
Large particles were loosely arranged on the surface, the maximum diameter of which was
approximately 400 nm. Small particles were closely arranged on the inner surface, and their
size was approximately 50 nm. Medium-sized particles seemed to grow out of the small
particles, and all particles exhibited spinel shapes. Similar spinel particles were identified
in many previous experiments involving high-temperature and high-pressure oxidation of
304SS [11-17]. Figure 1c shows the EDS results for the surface particles shown in Figure 1b,
which clearly indicated that the surface particles contained Co and O. Since EDS may also
have detected elements contained in the 304SS substrate, it could only be assumed that Fe,
Cr, and Ni may be present in the particles.

Figure 2 shows the XRD patterns of the 304SS surface before and after 240 h of
immersion. Before immersion, the six peaks at 43.5°, 44.5°, 64.7°, 50.8°, 74.7°, and 81.9°
corresponded to the austenitic matrix phase (y phase) and a small amount of residual
martensitic phase («x phase) in the 304SS. After 240 h, two new weak peaks appeared
at 30.3° and 35.7°, which coincided with the characteristic spinel peaks of MFe,O4 and
MCr;,0O4 (M=Co, Fe, Ni). After 240 h, the XRD pattern showed spinel and 304SS substrate
peaks, which were weakened compared to those of the original specimen. These results
showed that the spinel particles formed on the surface of the 304SS were thin enough to
allow the X-rays to penetrate through the layers and reach the 304SS substrate.
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Figure 1. Surface morphology of the 304SS specimen at (a) 0 h and (b) 240 h. (c) Surface EDS spectrum
of the 304SS specimen after 240 h.
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Figure 2. Surface XRD patterns for the 304SS specimen immersed in 335 °C water for 0 and 240 h.

Figure 3 shows the Raman spectra of the surface particles formed on the 304SS after
240 h of immersion. The Raman peaks at 188, 481, 523, 571, and 681 cm ! were those of the
spinels MFe,O4 and MCrO4 (M = Co, Fe, Ni), as previously reported [18-21]. The Raman
spectrum of hematite was not observed in this study, in sharp contrast to the immersion of
304SS under high temperature and high pressure in a cobalt-free environment [22,23]. These
results indicated that the surface of the 304SS comprised spinels, which was consistent with

the XRD analysis.
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Figure 3. Surface Raman spectra of the 304SS specimen immersed in 335°C water for 240 h.

The Fe 2p, Cr 2p, Ni 2p, and Co 2p XPS spectra determined for the surface of the
304SS after immersion in a 335 °C solution containing 2.2 ppm LiOH, 1200 ppm H3BO;3,
and 500 ppm Co(NOs), for 240 h are shown in Figure 4. Two major Fe 2p peaks are
present in Figure 4a; the main peaks at about 723.1 eV (Fe 2p1/2) and 711.2 eV (Fe 2p3/2)
were assigned to Fe?* [24] and indicated the possible presence of Fe;O3, CoFe;Oy4, and
NiFe,;O4 [25-27]. Figure 4b shows three pairs of Cr 2p XPS peaks; the peaks at 576.8 and
586.3 eV were assigned to Cr3* jons in CryO3, NiCryO4, FeCr, Oy, and CoCr, Oy [28-30].
The Cr 2p3/, binding energy of 579.3 eV and the Cr 2p; /, binding energy of 588.40 eV were
attributed to Cr®* [28], which was produced by the oxidation of Cr®*. The Cr 2p peaks at
581.1 and 589.9 eV were characteristic satellite peaks [31]. Two pairs of Ni 2p peaks are
seen in Figure 4c; the Ni 2p3/, binding energy of 855.6 eV and the Ni 2p, /, binding energy
of 873.3 eV were attributed to Ni%* in NiO, NiCr,Oy, and NiFe,O4 [26,32,33]. The Ni 2p
peaks at 861.3 and 879.4 eV were satellite peaks [32,34]. Three pairs of Co 2p peaks are seen
in Figure 4d; among them, the peaks at 780.1 and 795.1 eV were attributed to CoCr,O4
and CoFe; Oy, respectively [33,35,36]. The peaks at 781.5 and 797.2 eV were assigned to
Co(NO3); [37]. The Co 2p peaks at 788.1 and 802.8 eV were satellite peaks [38].

Figure 5 shows the depth distributions of the elemental contents of Fe, O, Cr, Ni, and
Co on the surface of the 304SS after 240 h of immersion in a 335°C solution containing
2.2 ppm LiOH, 1200 ppm H3BO3, and 500 ppm Co(INOj3),. The depth distributions were
examined by GDOES. From the outer to the inner layers of the particles, the Co content
gradually decreased from 42.7% to 2%, the same content as the substrate, over a cobalt
diffusion depth of approximately 200 nm. The Fe content gradually increased from 22% to
46.9% at 10 nm, then decreased to 38%, which corresponded to a depth of 16 nm, and then
increased again, reaching the substrate content (72%) at 26 nm. Similarly, the Cr content
gradually increased from 1.7%, reaching a maximum peak value of 20% at 16 nm, and then
gradually decreased to the level of the substrate. It is noteworthy that both the Ni and O
contents gradually decreased from levels higher than the substrate content down to the
substrate content, although the Ni diffusion depth was smaller than that of O, and the
maximum O diffusion depth remained almost the same as that of Co.
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Figure 4. Surface XPS spectra of the 304SS specimen immersed in 335 °C water for 240 h. (a) Fe
2p core level spectra, (b) Cr 2p core level spectra, (c) Ni 2p core level spectra, and (d) Co 2p core

level spectra.
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Figure 5. Elemental depth profiles of the surface particle layer formed on the 304SS specimen

immersed in 335 °C water for 240 h.

Figure 6 shows the weight gain of the 304SS after immersion in a 335 °C solution
containing 2.2 ppm LiOH, 1200 ppm H3BO3, and 500 ppm Co(NO3), for 240 h. Five parallel
specimens were tested to reduce the error. The results showed that the average weight gain
of the five specimens was 0.088 mg-cm 2 after 240 h of immersion, and the weight changes

were very small.
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Figure 6. Diagram showing the weight gains of the 304SS specimen immersed in 335 °C water
after 240 h.

Table 2 shows the Fe/Cr/Ni/Co ion concentrations in the solution before and after
immersion for 240 h. After 240 h, only the Co ion concentration in the solution showed a
significant decrease, from 101.1 to 1.09 mg/L. In contrast, the Fe/Cr/Ni ion concentrations
increased. The Ni ion concentration rose from 0.001 to 104.32 mg/L, and the Cr ion
concentration rose from 0.001 to 82.02 mg/L. The Fe ion concentration increased slowly,
from 0.001 to 0.04 mg/L.

Table 2. ICP-MS data showing the Fe/Cr/Ni/Co concentrations in solution at 0 h and after
240 h (mg/L).

Elements Fe Cr Ni Co
- " 0.001 0.001 0.001 101.1
me
® 240 0.04 82.02 104.32 1.09

4. Discussion

According to the SEM and EDS results (Figure 1), cobalt was deposited on the 304SS in
the form of two-layer spinels. The outer layer was composed of relatively large and loose
spinel particles, while the inner layer was composed of relatively small and compact spinel
particles. The particles on the 304SS exhibited the spinel structures of Co(Fe, Cr),O4, but
not CoO, Co,03, Co(OH),, or CoOOH [39-42]. In the studies by Hetache et al. [43] and
Ebrahimifar [44], it was reported that the CoFe,O4 and CoCr,O4 particles exhibited spinel
shapes. Hence, it was possible to use their morphologies to identify the phase structures
of the particles in this study. The XRD patterns (Figure 2) and Raman spectra (Figure 3)
of the current study showed that the particles formed on the 304SS immersed in a 335 °C
solution containing 2.2 ppm LiOH, 1200 ppm H3BOj3, and 500 ppm Co(NOs3); for 240 h
mainly contained spinel phases. The XRD standard peaks at 30.3°, 35.7°, 44.5°, and 64.7°
corresponded completely with Co(Fe, Cr),O4 [45,46]. Similarly, the Raman peaks at 188,
481,523,571, and 681 cm ™! also corresponded with Co(Fe, Cr),O4 [18,19]. The Fe, Co, and
Cr XPS spectra (Figure 4a,b,d) indicated that the metallic elements were Fe3*, Co?t, Cr3t,
and Cr®* [26,28,29,33]. Since the particle layer only contained the spinel phase, it could not
contain hematite iron or chromium. Thus, it was confirmed that the cobalt on the surface of
the 304SS was contained in CoFe;O, and CoCr, Oy after 240 h of high-temperature water
immersion.
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According to the GDOES results (Figure 5), the contents of cobalt and oxygen gradually
decreased from depths of 0 to 200 nm, indicating that cobalt ferrite and cobalt chromate
were distributed throughout the entire particle layer. Although the iron content for the
entire particle layer was lower than that in the substrate, a peak for iron appeared at a
depth of 10 nm. This indicated that during the high-temperature water immersion process,
the iron from the 304SS dissolved into the solution and then reprecipitated on the 304SS.
The GDOES results showed that after 240 h of immersion, the cobalt and oxygen contents
on the 304SS had significantly increased. However, the weight data for the 304SS (Figure 6)
showed that the weights of the samples remained almost unchanged after immersion,
indicating that metals from the 304SS had dissolved. In Table 2, the increased chromium
and nickel ion contents also indicated that metals from the 304SS had dissolved. Previous
work showed that the amounts of 304SS surface metals that dissolved in the hot water
decreased in the order Fe > Ni > Cr [30,47,48]. However, the concentration of iron ions in
the solution was very low (Table 2), which indicated that some iron ions had precipitated
with the cobalt ions to form CoFepO4. The published literature on high-temperature water
oxidation of 304SS has shown that the outer layer of NiFe,Oy is precisely produced through
a dissolution—precipitation mechanism without cobalt participation [23,49]. Therefore, it
can be inferred that CoFe,O4 mainly formed in the outer layer. Unlike the depth distribution
of the iron content, the chromium content showed a peak value higher than that of the
304SS substrate at a depth of 16 nm. Therefore, it was inferred that CoCr,O4 was mainly
formed in the inner particle layer. The chromium content and the particle distributions
of the inner layer indicated that CoCr,O4 may have been formed through a solid-state
reaction and ion exchange mechanism. According to research by Kuang et al. [23,49], the
solid state reaction of Cr results in the formation of NiCr,O4 and FeCr,Oy in the inner layer
of the oxide film following the high-temperature and high-pressure water oxidation of
304SS. When cobalt ions are present, Co competes with Ni and Fe in the crystal structures
of NiCr,Oy4 and FeCr,Oy4, in which Ni and Fe occupy the tetrahedral positions. Ni and Fe
can be substituted by Co to create CoCrO4 [50]. Therefore, the depth distributions of the
elements indicated that after 240 h of immersion, the cobalt deposition layer on the 304SS
comprised an outer layer of CoFe;O4 and an inner layer of CoCr,O4. The outer and inner
layers exhibited nanoscale thicknesses.

Figure 7 shows a schematic structure of the cobalt deposition on the 304SS immersed
in high-temperature water in this study. First, due to preferential dissolution of the iron and
nickel from 304SS, CoCr,O4 was formed on the metal surface through solid-state reactions
and ion exchange. Additionally, the iron and cobalt ions from the solution formed CoFe;Oy
on the upper layer of CoCr,Oy4 by coprecipitation.

solution

Outer layer

/ (CoFe0) \
: Inner layer:

(CoCr,0)
304 SS

Subs?rate

/

Figure 7. Schematic drawing of the cobalt particle layer formed on 304SS immersed in a 335 °C
solution containing 2.2 ppm LiOH, 1200 ppm H3BO3, and 500 ppm Co(NO3), for 240 h.



Materials 2023, 16, 3834 9of 11

5. Conclusions

In this study, cobalt deposition on 304SS immersed for 240 h in a 335 °C solution
containing 2.2 ppm LiOH, 1200 ppm H3BOj3, and 500 ppm Co(NO3), was investigated with
SEM, XRD, LRS, XPS, GDOES, and ICP-MS. The conclusions are summarized as follows:

1.  After immersion for 240 h, the cobalt ions from the solution were deposited on
the 304SS in the form of spinels CoFe;O4 and CoCr,0O4, with deposition depths of
approximately 200 nm.

2. Similar to the oxide film structure of 304SS after high-temperature water oxidation,
after 240 h of immersion, two cobalt deposition layers were formed on the surface of
the 304SS. Dense and fine spinel particles of CoCr,O, were deposited on the inner
layer, and loose, large spinel particles of CoFe;O4 were deposited on the outer layer.

3. The outer layer of CoFe,O4 was mainly formed through a dissolution—coprecipitation
mechanism, while the inner layer of CoCr,O4 was formed through a solid-state
reaction and ion exchange mechanism.

These three points reveal the behavior of cobalt deposited on 304SS in borated and
lithiated high-temperature water, and the results have a certain reference value for exploring
the deposition behavior and mechanism of radionuclide cobalt on 304SS in the PWR
primary loop water environment.

Author Contributions: Conceptualization, ].D. and Z.L.; methodology, J.D. and J.L.; validation, ].D.,
G.W. and L.Z; formal analysis, M.Z.; investigation, ].D. and G.W.; resources, Z.L.; data curation, J.D.
and L.Z.; writing—original draft preparation, J.D.; supervision, Z.L.; funding acquisition, M.Z. and
J.L. All authors have read and agreed to the published version of the manuscript.

Funding: This research was funded by The National Key Research and Development Program of
China (No. 2019YFC1907704). This research was also funded by the Postgraduate Scientific Research
Innovation Project of Hunan Province (No. QL20210227).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest.

References

1.  D’Onorio, M.; Molinari, M.; Mariano, G.; Terranova, N. RAVEN /OSCAR-Fusion Coupling for Activated Corrosion Products
Assessments, Sensitivity, and Uncertainty Quantification. IEEE Trans. Plasma Sci. 2022, 50, 4527-4532. [CrossRef]

2. Gusev, B.A,; Efimov, A.A.; Moskvin, L.N. Formation and Chemical Transformations of Steel Corrosion Products in the Primary
Systems of Nuclear Power Plants. Nucl. Technol. 2022, 208, 1027-1048. [CrossRef]

3. Ma, Y,; Huang, B.; Chen, J.; Muhammad, A.; Zhu, H.; Chen, Y. Deposition behavior of corrosion products in an Iter water-cooling
experimental loop. Fusion Eng. Des. 2020, 159, 111883. [CrossRef]

4.  Cantatore, V.; Geers, C.; Chen, ].; Panas, I. Insights into the zinc effect on radio-cobalt deposition on stainless steel piping surfaces
under BWR conditions from experiment guided 1st principles modelling. . Nucl. Mater. 2020, 540, 152361. [CrossRef]

5. Holdsworth, S.; Scenini, F.; Burke, M.G.; Bertali, G.; Ito, T.; Wada, Y.; Hosokawa, H.; Ota, N.; Nagase, M. The effect of high-
temperature water chemistry and dissolved zinc on the cobalt incorporation on type 316 stainless steel oxide. Corros. Sci. 2018,
140, 241-251. [CrossRef]

6. Di Schino, A.; Testani, C. Corrosion Behavior and Mechanical Properties of AISI 316 Stainless Steel Clad Q235 Plate. Metals 2020,
10, 552. [CrossRef]

7. Ziemniak, S.E.; Hanson, M. Corrosion behavior of 304 stainless steel in high temperature, hydrogenated water. Corros. Sci. 2002,
44,2209-2230. [CrossRef]

8.  Hosokawa, H.; Nagase, M. Investigation of Cobalt Deposition Behavior with Zinc Injection on Stainless Steel under BWR
Conditions. J. Nucl. Sci. Technol. 2004, 41, 682-689. [CrossRef]

9.  Fuse, M.; Nagase, M.; Usui, N.; Sato, Y.; Aizawa, M.; Ito, T.; Hosokawa, H.; Wada, Y.; Ishida, K. Cobalt Radioactivity Behaviors in
a BWR Environment and Countermeasures for Dose Rate Reduction. Nucl. Sci. Eng. 2017, 181, 175-190. [CrossRef]

10.  Shimizu, K.; Habazaki, H.; Skeldon, P.; Thompson, G.E.; Wood, G.C. GDOES depth profiling analysis of the air-formed oxide film

on a sputter-deposited Type 304 stainless steel. Surf. Interface Anal. 2000, 29, 743-746. [CrossRef]


https://doi.org/10.1109/TPS.2022.3187784
https://doi.org/10.1080/00295450.2021.1997056
https://doi.org/10.1016/j.fusengdes.2020.111883
https://doi.org/10.1016/j.jnucmat.2020.152361
https://doi.org/10.1016/j.corsci.2018.05.041
https://doi.org/10.3390/met10040552
https://doi.org/10.1016/S0010-938X(02)00004-5
https://doi.org/10.1080/18811248.2004.9715533
https://doi.org/10.13182/NSE14-101
https://doi.org/10.1002/1096-9918(200011)29:11&lt;743::AID-SIA921&gt;3.0.CO;2-Q

Materials 2023, 16, 3834 10 of 11

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

Deng, P; Peng, Q.; Han, E.-H.; Ke, W. Effect of the Amount of Cold Work on Corrosion of Type 304 Nuclear Grade Stainless Steel
in High-Temperature Water. Corrosion 2017, 73, 1237-1249. [CrossRef]

Deng, P; Han, E.H.; Peng, Q.; Sun, C. Corrosion Behavior and Mechanism of Irradiated 304 Nuclear Grade Stainless Steel in
High-Temperature Water. Acta Metall. Sin. 2020, 34, 174-186. [CrossRef]

Kuang, W.; Wu, X.; Han, E.-H.; Ruan, L. Effect of nickel ion from autoclave material on oxidation behaviour of 304 stainless steel
in oxygenated high temperature water. Corros. Sci. 2011, 53, 1107-1114. [CrossRef]

Li, Z.-y,; Cai, Z.-b.; Zhou, T.; Shen, X.-y.; Xue, G.-h. Characteristics and formation mechanism of oxide film on 304 stainless steel
in high temperature water. Mater. Chem. Phys. 2019, 222, 267-274. [CrossRef]

Riffard, F.; Buscail, H.; Rabaste, F.; Cueff, R.; Issartel, C.; Perrier, S. Surface modifications of oxide layer formed in isothermal high
temperature conditions of AISI 304 stainless steel. Corros. Eng. Sci. Technol. 2013, 46, 562-567. [CrossRef]

Wang, J.; Wang, J.; Han, E.-H. Influence of Conductivity on Corrosion Behavior of 304 Stainless Steel in High Temperature
Aqueous Environment. J. Mater. Sci. Technol. 2016, 32, 333-340. [CrossRef]

Wei, H,; Lin, J; Liu, Z.; Wu, L.; Chi, L. Influence of Zn Injection on Corrosion of 304SS Under PWR Primary Side Conditions.
Front. Mater. 2022, 9, 124. [CrossRef]

Choudhary, P; Yadav, A.; Varshney, D. Structural and Optical Studies of Nanocrystalline ZnCr204 and CoCr204 Spinel. In AIP
Conference Proceedings; AIP Publishing LLC: Melville, NY, USA, 2017; Volume 1832, p. 050051. [CrossRef]

Singh, S.; Khare, N. Defects/strain influenced magnetic properties and inverse of surface spin canting effect in single domain
CoFe204 nanoparticles. Appl. Surf. Sci. 2016, 364, 783-788. [CrossRef]

Zhong, H.; Gao, G.; Wang, X.; Wu, H,; Shen, S.; Zuo, W,; Cai, G.; Wei, G.; Shi, Y.; Fu, D. Ion Irradiation Inducing Oxygen Vacancy-
Rich NiO/NiFe(2) O(4) Heterostructure for Enhanced Electrocatalytic Water Splitting. Small 2021, 17, €2103501. [CrossRef]
Miranda-Loépez, M.IL; Contreras-Torres, EF.; Cavazos-Cavazos, D.; Martinez-Ortiz, PF,; Pineda-Aguilar, N.; Hernandez, M.B.;
Aguilar-Martinez, J.A. Crystal evolution of nano-sized CoCr204 synthesized by a modified sol-gel method. J. Phys. Chem. Solids
2023, 178, 111315. [CrossRef]

Jung, D.; Kwon, H.; Cho, N. Smithing Processes Based on Hammer Scale Excavated from the Third- to Fourth-Century Ancient
Iron-Making Sites of the Korean Peninsula. Materials 2022, 15, 4188. [CrossRef] [PubMed]

Kuang, W.; Wu, X.; Han, E.-H. The oxidation behaviour of 304 stainless steel in oxygenated high temperature water. Corros. Sci.
2010, 52, 4081-4087. [CrossRef]

Jung, R.-H.; Tsuchiya, H.; Fujimoto, S. XPS characterization of passive films formed on Type 304 stainless steel in humid
atmosphere. Corros. Sci. 2012, 58, 62—-68. [CrossRef]

Lee, H.B.; Chen, J.; Meng, S.; Jang, C.; Park, S.H.; Xiao, Q.; Lee, H.J.; Na, K.-H. Characterization of oxide layers formed on
type 316 stainless steel exposed to the simulated PWR primary water environment with varying dissolved hydrogen and zinc
concentrations. J. Nucl. Mater. 2021, 556, 153193. [CrossRef]

He, Y,; Zhang, L.; Xiong, H.-W.; Kang, X. Evolution of lattice defects in nickel ferrite spinel: Oxygen vacancy and cation
substitution. J. Alloy. Compd. 2022, 917, 165494. [CrossRef]

Hermosa, G.C,; Liao, C.-S.; Wu, H.-S.; Wang, S.-F; Liu, T.-Y,; Jeng, K.-S.; Lin, S.-S.; Chang, C.-F; Sun, A.-C.A. Green Synthesis of
Magnetic Ferrites (Fe304, CoFe204, and NiFe204) Stabilized by Aloe Vera Extract for Cancer Hyperthermia Activities. IEEE
Trans. Magn. 2022, 58, 1-7. [CrossRef]

Biesinger, M.C.; Payne, B.P.; Grosvenor, A.P,; Lau, LW.M.; Gerson, A.R.; Smart, R.S.C. Resolving surface chemical states in XPS
analysis of first row transition metals, oxides and hydroxides: Cr, Mn, Fe, Co and Ni. Appl. Surf. Sci. 2011, 257, 2717-2730.
[CrossRef]

Hu, J.; Zhao, W,; Hu, R.; Chang, G.; Li, C.; Wang, L. Catalytic activity of spinel oxides MgCr204 and CoCr204 for methane
combustion. Mater. Res. Bull. 2014, 57, 268-273. [CrossRef]

Li, X;; Liu, J; Liu, J.; Zhu, S.; Yan, Y.; Zhang, X.; Liang, T. Corrosion behaviour of nanocrystallines alloy 690 at high-temperature
and high-pressure in simulated PWR secondary environment. Surf. Topogr. Metrol. Prop. 2021, 9, 015006. [CrossRef]

Wang, H.; Zhang, M.; Lv, Q. Removal Efficiency and Mechanism of Cr(VI) from Aqueous Solution by Maize Straw Biochars
Derived at Different Pyrolysis Temperatures. Water 2019, 11, 781. [CrossRef]

Sakamoto, K.; Hayashi, F,; Sato, K.; Hirano, M.; Ohtsu, N. XPS spectral analysis for a multiple oxide comprising NiO, TiO2, and
NiTiO3. Appl. Surf. Sci. 2020, 526, 146729. [CrossRef]

Das, S.; Mahapatra, P.L.; Mondal, P.P; Das, T.; Pal, M.; Saha, D. A highly sensitive cobalt chromite thick film based trace acetone
sensor with fast response and recovery times for the detection of diabetes from exhaled breath. Mater. Chem. Phys. 2021, 262,
124291. [CrossRef]

Marchetti, L.; Miserque, F; Perrin, S.; Pijolat, M. XPS study of Ni-base alloys oxide films formed in primary conditions of
pressurized water reactor. Surf. Interface Anal. 2015, 47, 632-642. [CrossRef]

Xu, M.; Li, J.; Yan, Y,; Zhao, X.; Yan, J.; Zhang, Y.; Lai, B.; Chen, X,; Song, L. Catalytic degradation of sulfamethoxazole through
peroxymonosulfate activated with expanded graphite loaded CoFe204 particles. Chem. Eng. J. 2019, 369, 403—413. [CrossRef]
Chen, X.; Wu, C.; Guo, Z. Synthesis of Efficient Cu/CoFe204 Catalysts for Low Temperature CO Oxidation. Catal. Lett. 2018, 149,
399-409. [CrossRef]

Yan, H.; Xie, X,; Liu, K,; Cao, H.; Zhang, X.; Luo, Y. Facile preparation of Co304 nanoparticles via thermal decomposition of
Co(NO3)2 loading on C3N4. Powder Technol. 2012, 221, 199-202. [CrossRef]


https://doi.org/10.5006/2436
https://doi.org/10.1007/s40195-020-01123-y
https://doi.org/10.1016/j.corsci.2010.12.008
https://doi.org/10.1016/j.matchemphys.2018.10.029
https://doi.org/10.1179/147842209X12579401586843
https://doi.org/10.1016/j.jmst.2015.12.008
https://doi.org/10.3389/fmats.2022.833291
https://doi.org/10.1063/1.4980284
https://doi.org/10.1016/j.apsusc.2015.12.205
https://doi.org/10.1002/smll.202103501
https://doi.org/10.1016/j.jpcs.2023.111315
https://doi.org/10.3390/ma15124188
https://www.ncbi.nlm.nih.gov/pubmed/35744247
https://doi.org/10.1016/j.corsci.2010.09.001
https://doi.org/10.1016/j.corsci.2012.01.006
https://doi.org/10.1016/j.jnucmat.2021.153193
https://doi.org/10.1016/j.jallcom.2022.165494
https://doi.org/10.1109/TMAG.2022.3158835
https://doi.org/10.1016/j.apsusc.2010.10.051
https://doi.org/10.1016/j.materresbull.2014.06.001
https://doi.org/10.1088/2051-672X/abda92
https://doi.org/10.3390/w11040781
https://doi.org/10.1016/j.apsusc.2020.146729
https://doi.org/10.1016/j.matchemphys.2021.124291
https://doi.org/10.1002/sia.5757
https://doi.org/10.1016/j.cej.2019.03.075
https://doi.org/10.1007/s10562-018-2612-0
https://doi.org/10.1016/j.powtec.2012.01.002

Materials 2023, 16, 3834 11 of 11

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

Li, L; Yuan, Q.; Ye, S.; Fu, Y;; Ren, X.; Zhang, Q.; Liu, J. In situ formed lithium ionic conductor thin film on the surface of
high-crystal-layered LiCoO2 as a high-voltage cathode material. Mater. Chem. Front. 2021, 5, 6171-6181. [CrossRef]

Al-Senani, G.M.; Al-Saeedi, S.I. The Use of Synthesized CoO/Co(3)O(4) Nanoparticles as A Corrosion Inhibitor of Low-Carbon
Steel in 1 M HCI. Materials 2022, 15, 3129. [CrossRef] [PubMed]

Balouch, Q.; Ibupoto, Z.H.; Khaskheli, G.Q.; Soomro, R.A.; Sirajuddin; Samoon, M.K.; Deewani, V.K. Cobalt Oxide Nanoflowers
for Electrochemical Determination of Glucose. J. Electron. Mater. 2015, 44, 3724-3732. [CrossRef]

Gao, Y.Q.; Li, H.B.; Yang, G.W. Amorphous Co(OH)2 nanosheet electrocatalyst and the physical mechanism for its high activity
and long-term cycle stability. . Appl. Phys. 2016, 119, 034902. [CrossRef]

Wang, Z.; Ren, X.; Shi, X.; Asiri, A.M.; Wang, L.; Li, X.; Sun, X.; Zhang, Q.; Wang, H. A platinum oxide decorated amorphous
cobalt oxide hydroxide nanosheet array towards alkaline hydrogen evolution. J. Mater. Chem. A 2018, 6, 3864-3868. [CrossRef]
Hetache, N.; Charifi, Z.; Ghellab, T.; Baaziz, H.; Soyalp, F. Effect of octahedral cation on electronic, magnetic and optic properties
of CoX204 (X =Cr, Mn and Fe) spinel compound. Philos. Mag. 2021, 102, 166-188. [CrossRef]

Ebrahimifar, H. Microstructure and Oxidation Behavior of Cobalt Diffusional Coating Fabricated on AISI 429 Stainless Steel. Oxid.
Met. 2019, 91, 417-435. [CrossRef]

Yalcin, B.; Ozcelik, S.; Icin, K.; Senturk, K.; Ozcelik, B.; Arda, L. Structural, optical, magnetic, photocatalytic activity and related
biological effects of CoFe204 ferrite nanoparticles. J. Mater. Sci. Mater. Electron. 2021, 32, 13068-13080. [CrossRef]

Guo, Y.; Chen, P; Dai, Y.; Xiang, H. Microstructure, high-temperature oxidation and molten salt corrosion behaviour of
CoCrFeNiAl0.1-RE HEA. Mater. Sci. Technol. 2022, 38, 215-229. [CrossRef]

Kocijan, A.; Donik, C.; Jenko, M. Electrochemical and XPS studies of the passive film formed on stainless steels in borate buffer
and chloride solutions. Corros. Sci. 2007, 49, 2083-2098. [CrossRef]

Duan, Z.; Arjmand, F; Zhang, L.; Meng, F; Abe, H. Electrochemical and XPS investigation of the corrosion behavior of Alloy 690
at high-temperature water. J. Solid State Electrochem. 2015, 19, 2265-2273. [CrossRef]

Kuang, W.; Han, E.-H.; Wu, X.; Rao, J. Microstructural characteristics of the oxide scale formed on 304 stainless steel in oxygenated
high temperature water. Corros. Sci. 2010, 52, 3654-3660. [CrossRef]

Lin, C.C. A review of corrosion product transport and radiation field buildup in boiling water reactors. Prog. Nuclear Energy 2009,
51,207-224. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1039/D1QM00627D
https://doi.org/10.3390/ma15093129
https://www.ncbi.nlm.nih.gov/pubmed/35591463
https://doi.org/10.1007/s11664-015-3860-z
https://doi.org/10.1063/1.4940207
https://doi.org/10.1039/C8TA00241J
https://doi.org/10.1080/14786435.2021.1987546
https://doi.org/10.1007/s11085-019-09889-y
https://doi.org/10.1007/s10854-021-05752-6
https://doi.org/10.1080/02670836.2022.2033909
https://doi.org/10.1016/j.corsci.2006.11.001
https://doi.org/10.1007/s10008-015-2856-1
https://doi.org/10.1016/j.corsci.2010.07.015
https://doi.org/10.1016/j.pnucene.2008.05.005

	Introduction 
	Experimental 
	Materials and Specimens 
	Experimental Procedures 

	Results 
	Discussion 
	Conclusions 
	References

