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Abstract: This study developed advanced ceramic materials with both healing and decomposition
functions using a metastable product generated under superheated steam. The developed composite
material comprises ZrC particles dispersed in a yttria-stabilized zirconia (YSZ) matrix. After intro-
ducing a surface crack of approximately 120 pm on the composite specimen, it showed a complete
strength recovery rate after one hour of heat treatment under superheated steam at 400 °C, while
it exhibited a decomposition behavior after one hour of heat treatment in air at 400 °C. The XRD
analysis of the heat-treated specimens showed that the final product was monoclinic ZrO, under
both steam and air conditions. In other words, full strength recovery in superheated steam was
achieved by a chain reaction involving metastable intermediate products derived from H;O, unlike
the reaction in air.
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1. Introduction

With the spread and development of the circular economy, there is a growing demand
for the construction of sustainable material systems that enable advanced resource recy-
cling in ceramic materials [1-5]. According to OECD reports [6], the world population is
estimated to reach 8.5 billion by 2030 and over 10 billion by 2060, and the use of primary
resources is estimated to almost double from 89 Gt in 2017 to 167 Gt in 2060. In particular,
non-metallic minerals are expected to be used in larger amounts than other resources (such
as biomass, fossil fuels, and metals), and this trend is not expected to change.

Products manufactured in the future will have to be durable, repairable, upgradable,
designed for disassembly, informative, and easy to reuse and recycle. These requirements
require the development of materials that can be refurbished, remanufactured, or recycled
after their primary use [7-9]. However, refurbishing, remanufacturing, and recycling
technologies for ceramic materials are still in the research and development stages [10].

During refurbishing and remanufacturing, the manufacturer repairs or replaces de-
fective components to restore them to a state similar to that of the new product. However,
some reused components may contain defects, making it difficult to ensure their reliability.
Therefore, if healing technology can be utilized, the refurbishment and remanufacturing of
ceramics can be significantly expanded.

Simultaneously, advanced selective decomposition technologies are required. Ceram-
ics are being classified as multi-materials and, therefore, advanced selective decomposition
technologies, such as separating fibers from fiber composites, are required.
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1.1. Self-Healing

Self-healing is a process by which a material detects damage and repairs it. Self-
healing technology has been actively researched and developed for a wide variety of
material systems [11-22], especially ceramics, utilizing oxidation reactions as self-healing
functions [23-33].

Self-healing technology can repair the initial damage caused by machining and repair
damage to used parts [34,35] and is expected to be applied to refurbishing and remanufac-
turing. Shi et al. proposed a technique for electrochemically repairing cracks in an Al,O3
composite comprising Ti particles by applying a constant voltage at room temperature [36].
This technology has the potential to realize advanced reuse such as in the refurbishing and
remanufacturing of ceramics.

In self-healing ceramics, once self-healing is complete and an oxide is formed on the
surface of the self-healing agent, the supply rate of oxygen is extremely slow, thus inhibiting
excessive reactions. Once the crack is completely healed and the strength of the area is
increased, a second impact causes a crack to form elsewhere. Since this area has a fresh
self-healing function, self-healing occurs in the same manner as the first impact. Thus, the
entire material can experience repeatable self-healing [37].

Osada et al. proposed that self-healing ceramics undergo the following elementary
reactions for full-strength recovery [38]: (1) The inflammation stage, wherein the reaction is
triggered by contact with external substances. (2) The repair stage, wherein fluid materials
fill the cracks. (3) The remodeling stage, wherein the flowable material crystallizes and
solidifies, resulting in strength development. From the perspective of fracture mechanics,
the formation of a flowable material in the repair stage (2) is particularly important for
complete strength recovery.

1.2. Decomposition

Several studies have reported selective degradation techniques for organic materi-
als [39]; however, no such techniques have been reported for other material systems. This
is because organic materials have various bonding modes based on their main chains
and functional groups, whereas inorganic materials are composed of only homogeneous
bonds such as ionic and covalent bonds. This homogeneous bonding prevents the selective
decomposition of ceramics, which is a bottleneck for recycling.

Pest oxidation is an example of the degradation of homogeneous bonds in inorganic
materials; however, it has only been reported as a drawback. Therefore, there are few
reports on technologies that actively utilize these materials, such as MoSi,, NbAl, and
TiB, [40,41].

Although MoSi; decomposes via pest oxidation in air, it has also been reported that
oxidation under water vapor at (670 to 773) K is more suppressed than in air and does
not cause pest oxidation. The formation of a volatile substance called MO,(OH); in this
temperature range may influence this oxidation behavior [42].

The reason why we focused on ZrC as a new self-healing agent that can switch between
degradation and healing functions is because ZrC undergoes characteristic oxidation in
water vapor and air, as shown in the following Sections 1.3 and 1.4, respectively.

1.3. Steam Oxidation of ZrC

The steam oxidation of ZrC is expected to produce reactions via OH groups, similar to
those of Ti, a homologous element. Shimada et al. reported [43] the three-step oxidation
of TiC under Ar/O,/H;0 =90/5/5 kPa and showed that the rate constants for the first
and second steps at 300 °C were proportional to the first and second powers of the partial
pressure of water vapor, respectively. The dependence of k on the water vapor pressure
suggests that water may diffuse as H,O and OH in the first and second stages, respectively.
In addition, as previously mentioned, the formation of thermodynamically unstable hy-
droxides, which are transition elements of the same period, has been reported during the
steam oxidation of Mo carbides.
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The dehydration reaction of Zr(OH), has been reported in many reports in the field
of catalysis, and the dehydration reaction of Zr(OH), follows the reaction pathway given
below [44].

Zr(OH)4-xH,O — Zr(OH)4 — t-ZrOy, — m-ZrO, (@)

First, the dehydration of adsorbed water occurs at 100 °C, followed by the formation
of tetragonal ZrO; at 350 °C. Subsequently, tetragonal ZrO; is formed. The tetragonal ZrO,
then undergoes a phase transformation to monoclinic ZrO, at 470 °C.

We therefore assume that Zr(OH)4 will be formed in superheated steam, followed by
the second stage of dehydration, as shown in chemical reaction (1), and that ZrC (zirconium
carbide) will exhibit self-healing properties at temperatures above 350 °C.

1.4. Air Oxidation of ZrC

There have been many reports on the oxidation reaction of ZrC, but there are few
reports on the oxidation behavior at relatively low temperatures as low as 400 °C, except
for one by Shimada et al. [45]. Based on the oxidation mechanism of ZrC at high tem-
peratures [46-48], the reaction proceeds as follows. First, O solidly dissolves in ZrC to
form an oxycarbide layer on the surface. When the oxycarbide layer reaches a certain
thickness, cubic or tetragonal ZrO; is nucleated. The oxide film grows and undergoes a
phase transformation to m-ZrO, at a certain thickness. When ZrC oxidizes and becomes
m-ZrO;,, a volume expansion of approximately 1.4 times occurs.

In this study, we fabricated a prototype advanced ceramic with dual functions of
healing and decomposition using ZrC and investigated its properties. Specifically, we
evaluated the conditions required for self-healing produced by oxidation under super-
heated steam. The decomposition window caused by oxidation in air was also evaluated.
By analyzing these behaviors in detail, the chemical reactions governing this function
were determined.

2. Methods
2.1. Material

The specimen used in this study is a particle-dispersed composite material consisting
of yttrium-stabilized zirconia (YSZ) and ZrC particles dispersed at a volume fraction of
30%. The raw materials are YSZ powder (HSY-3F, DAIICHI KIGENSO KAGAKU KOGYO
CO., LTD, Osaka, Japan) with an average grain size of 0.48 pm and ZrC powder (FSZ010,
DAIICHI KIGENSO KAGAKU KOGYO CO., LTD, Osaka, Japan) with an average grain
size of 1.5 pm. The chemical compositions of raw materials are shown in Table 1. The YSZ
and ZrC powders were mixed in isopropanol for 24 h via ball milling. The mixed powders
were hot-pressed and sintered at 1350 °C in an Ar atmosphere for 1 h and under a surface
pressure of 40 MPa to obtain plates.

Table 1. Chemical composition of raw materials.

Zr + Hf C Fe Y203
ZrC
wt% 87.83 12.0 <0.01 0.16
ZI‘OZ Yz 03 A12 03 Fez 03 TiOZ SlOz
YSZ
wt% 94.28 5.72 0.24 0.001 0.001 0.005

2.2. Indentation, Heat Treatment, Bending Test, and XRD Analysis

To investigate the self-healing and decomposition behaviors of the specimens, three-
point bending specimens were prepared and heat-treated in air and steam. The tensile
surfaces of the 3-point bend specimens were mirror-finished, and the edges were chamfered
at 45°.

To investigate the self-healing behavior in detail, a crack with a surface length of
120 um was introduced in the center of the specimen. A crack was introduced by pressing
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an indenter into the specimen with a load of 3 kgf, using a Vickers testing machine (VMT-7;
Matsuzawa Co., Ltd., Akita, Japan). A specimen with a crack introduced is referred to as a
pre-cracked specimen.

For heat treatment in air, the specimens were placed in an electric furnace, heated up
to 400 °C at 10 °C/min, held for 1 h, and then cooled in the furnace.

Heat treatment in steam was performed by spraying the specimens with superheated
steam at 400 °C produced by a steam generator [49]. As shown in Figure 1, the specimens
were placed in a heated stainless-steel pipe and superheated steam was directed into the
pipe for heat treatment. The heat treatment conditions were as follows: the specimen was
exposed to steam for one hour, removed from the atmosphere, and cooled by air.

stainless pipe
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Figure 1. Steam generator and electric furnace.

Surface cracks were observed using a laser microscope (VK-X3000, KEYENCE COR-
PORATION, Osaka, Japan) before and after heat treatment to confirm the crack repair
conditions. The specimens were heat-treated in air and superheated steam, as described
above, and subjected to XRD analysis and SEM observations.

A three-point bending test was performed to investigate the strength recovery behavior
of the specimens after each heat treatment. The span was set to 30 mm. A universal strength-
testing machine (Autograph AGS-X, SHIMADZU CORPORATION, Kyoto, Japan) was
used to load the specimens at a crosshead speed of 0.5 mm/min. The load and displacement
were measured simultaneously. The number of specimens was taken as N = 3 for each
condition. After fracturing, the indentations on the specimens were observed using a
digital microscope (VHX-2000, KEYENCE CORPORATION, Osaka, Japan) to investigate
the relationship between the fracture initiation point and the pre-cracked area.

3. Results and Discussion

When the specimens were heat-treated in air and steam, there were significant dif-
ferences in the final shapes, as shown in Figure 2a—c. While the specimens decomposed
when heat-treated in air at 400 °C, they retained their original shapes when subjected
to heat treatment in superheated steam at the same temperature of 400 °C (Figure 2c).
Figure 2d,e show enlarged images of the pre-cracked area before and after heat treatment,
respectively. The pre-cracks were healed via the heat treatment in steam. Figure 2f shows
the healing behavior of the material. The flexural strength, which was significantly re-
duced by the introduction of the pre-crack, was recovered completely by heat treatment
in superheated steam. The average strength of a smooth specimen was 405.61 Mpa (maxi-
mum and minimum strength was 439.09 Mpa, 369.74 Mpa, respectively), while that of a
cracked specimen was 257.53 Mpa (maximum and minimum strength were 258.87 Mpa and
254.93 Mpa, respectively). The introduction of pre-cracks reduced the strength by up to
184.16 Mpa. After the heat treatment, the cracks were healed and the strength increased
to an average of 486.91 Mpa (maximum and minimum strength were 529.59 Mpa and
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450.26 Mpa, respectively). This was seen at the fracture initiation point, which was located
at the pre-crack in the pre-cracked specimen (Figure 2g) and shifted to a location other than
the pre-crack after the heat treatment (Figure 2h).
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Figure 2. Morphology of specimen under each heat treatment condition and healing behavior.
(a) As-received specimen, (b) heat-treated in air at 400 °C for 1 h, (c) heat-treated in superheated
steam at 400 °C for 1 h, (d) enlarged view of crack introduced on the surface, (e) crack healing under
superheated steam heat treatment, (f) strength recovery, (g) fracture origin of pre-cracked specimen,
and (h) shift of fracture origin.

Figure 3 shows the final products obtained in air and steam. Figure 3a shows that only
monoclinic ZrO; exhibited peaks after heat treatment in either air or steam. Figure 3b shows
a surface SEM image of the specimen after heat treatment. Although the end products were
the same, no cracks were observed on the surface after steam treatment, whereas large
cracks were observed on the surface after air oxidation treatment.
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Figure 3. Final product under each heat treatment processes. (a) XRD profile; and (b) surface morphology.
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The results obtained in this study satisfied the original research objective of realizing
ceramics with both self-healing and decomposition functions.

However, the mechanism underlying the switch between these two functions cannot
be explained solely using the experimental results. Therefore, we cite the results of other
studies and discuss their behavior. The proposed mechanism is illustrated in Figure 4.
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Figure 4. Decomposition and healing mechanism.

Atmospheric oxidation involves a reaction similar to pest oxidation. It has been
reported that in many materials that undergo pest oxidation, the main cause is the volume
expansion of oxides formed at defects inside the material, such as grain boundaries [50].
Pest oxidation consists of two stages: nucleation and growth. Cracking occurs because the
nucleation site is an internal defect [51].

In ZrC, oxygen solidly dissolves to form an oxycarbide. When ZrO, nucleates from
this oxycarbide, it does not necessarily occur on the surface; however, internal defects may
become nucleation sites, as in the case of pest-type oxidation. The formation of monoclinic
ZrO, from ZrC was accompanied by a volume expansion of approximately 1.4 times.
Therefore, when nucleation occurs in the interior, large strains accumulate and cracks form.
Once cracks are formed, oxidation proceeds at an accelerated rate, and decomposition
is accelerated.

Next, a first-principles study of the reactivity of ZrC with H,O reported that the H,O
molecule was separated into H and OH at the surface of ZrC, forming the hydroxide
Zr-OH [52]. Therefore, it is possible that the ZrC in this study also formed Zr-OH as a
metastable phase during oxidation. According to Aghazadeh et al. [44], Zr(OH)4 slowly
dehydrates with a peak at 350 °C, forming t-ZrO,. Then, t-ZrO; undergoes a phase
transformation to m-ZrO, at 470 °C.

The multistep reaction via the hydroxide significantly affects the self-healing function.
According to Osada et al. [38], to achieve complete strength recovery via self-healing, it is
necessary to include three elementary reaction processes: (1) inflammation, (2) repair, and
(3) remodeling. In particular, it is important that a flowable material is generated and that
cracks are healed during the repair stage to achieve full-strength recovery.

In the reaction system used in this study, the metastable hydroxides temporarily
formed by the non-equilibrium process of steam oxidation became fluid and reached the
repair phase. It is also considered that this hydroxide serves as a nucleation site and thereby
prevents the formation of cracks.

Therefore, by strictly controlling the water vapor partial pressure, oxygen partial
pressure, and temperature, and by adjusting the rate of hydroxide formation and oxide
nucleation from oxycarbide, it is possible to use self-healing and decomposition separately.
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The authors believe that the results of this study are important for the realization
of reuse technologies for ceramics, such as “refurbishing”, “remanufacturing”, and
“advanced recycling”.

However, many technical issues remain to be resolved for the practical application of
ceramic reuse technology. For example, the dynamic competition between degradation and
repair is not well organized in the self-healing function, which is the subject of this study,
and it is widely known that the hydrothermal degradation (LTD) of YSZ causes strength
degradation [53]. Therefore, it is also necessary to analyze the kinetic competition between
repair and degradation reactions, as reported in our previous studies [54].

Other issues to be solved are as follows. For practical use, it is necessary to investigate
the size of cracks that can be healed and how many times they can be healed from a
kinetic viewpoint. In addition, since the hydroxide could not be identified in this study, the
mechanism of its formation could not be determined. We believe that the reason for the
lack of identification is that the reaction occurred only near the surface, and the metastable
hydroxides formed did not remain in sufficient quantities to be measured after the reaction.

We believe that identifying the formation mechanism of metastable hydroxides and
analyzing the kinetic competition will make it possible to control both the decomposition
and healing functions and pave the way for the practical application of this material.

4. Conclusions

In this study, we developed a new ceramic material with self-healing and decomposi-
tion functions comprising ZrC dispersed in ZrO,. The self-healing function was activated
through a heat treatment process in superheated steam at 400 °C for one hour. Initially, the
average strength of a smooth specimen was 405.61 MPa, while that of a cracked specimen
was 257.53 MPa. After the heat treatment, the cracks were healed and the strength increased
to 486.91 MPa, indicating a complete strength recovery. The decomposition function was
realized via heat treatment in air at 400 °C for one hour. The XRD results showed that
the products after steam and atmospheric oxidation were identical, indicating that full-
strength recovery under steam was achieved via a chain reaction involving a metastable
intermediate product derived from H,O.

Therefore, by utilizing nonequilibrium reactions, self-healing functions can be achieved
even in material systems that undergo pest oxidation, making it possible to provide a single
material with both healing and decomposition functions.

Author Contributions: Conceptualization, N.S., YN., and W.N.; methodology, N.S. and W.N.;
validation, N.S. and W.N.; investigation, N.S.; resources, Y.N., TK., and M.I.; data curation, N.S. and
W.N.; writing—original draft preparation, N.S.; writing—review and editing, Y.N., TK., M.L, and
W.N.; visualization, N.S.; supervision, W.N.; project administration, Y.N. and W.N. All authors have
read and agreed to the published version of the manuscript.

Funding: This research received no external funding.
Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: The datasets generated during and/or analyzed during the current
study are available from the corresponding author on reasonable request.

Acknowledgments: The authors would like to acknowledge DAIICHI KIGENSO KAGAKU KOGYO
CO., LTD for providing raw materials and financial support. We also acknowledge the Dean of the
Faculty of Science and Engineering, Yokohama National University.

Conflicts of Interest: The authors Yasushi Nakajima, Takahiro Kamo, and Masahiro Ito are employed
by the company DAIICHI KIGENSO KAGAKU KOGYO CO., LTD. The other authors declare no
conflicts of interest.



Materials 2024, 17, 647 80f9

References

1.  Umeda, Y.; Kitagawa, K; Hirose, Y.; Akaho, K,; Sakai, Y.; Ohta, M. Potential Impacts of the European Union’s Circular Economy
Policy on Japanese Manufacturers. Int. J. Autom. Technol. 2020, 14, 857-866. [CrossRef]

2. European Commission. A New Circular Economy Action Plan for a Cleaner and More Compretitive Europe. Available online:
https:/ /eur-lex.europa.eu/legal-content/EN/TXT /?uri=CELEX:52020DC0098 (accessed on 8 November 2023).

3. European Commission. Closing the Loop—An EU Action Plan for the Circular Economy. Available online: http:/ /eur-lex.europa.
eu/legal-content/EN/TXT/?uri=CELEX:52015DC0614 (accessed on 9 November 2023).

4. Ellen MacArthur Foundation. Towards the Circular Economy Volume 1: An Economic and Business Rationale for an Accelerated
Transition; Ellen MacArthur Foundation: Cowes, UK, 2012.

5. Ministry of Economy Trade and Industry. The Circular Economy Vision 2020 (Summary); Ministry of Economy Trade and Industry:
Tokyo, Japan, 2020. (In Japanese)

6.  OECD. Global Material Resources Outlook to 2060; OECD: Paris, France, 2019; p. 212.

7. Ramani, K.;; Ramanujan, D.; Bernstein, W.Z.; Zhao, F.; Sutherland, J.; Handwerker, C.; Choi, J.-K.; Kim, H.; Thurston, D. Integrated
sustainable life cycle design: A review. J. Mech. Des. 2010, 132, 091004. [CrossRef]

8.  Wilson, ].M.; Piya, C.; Shin, Y.C.; Zhao, F; Ramani, K. Remanufacturing of turbine blades by laser direct deposition with its
energy and environmental impact analysis. J. Clean. Prod. 2014, 80, 170-178. [CrossRef]

9.  European Commission. Directive 2009/125/EC of the European Parliament and of the Council of 21 October 2009 Establishing a
Framework for the Setting of Ecodesign Requirements for Energy-Related Products. Available online: http://data.europa.eu/eli/
dir/2009/125/ 0j (accessed on 8 November 2023).

10. Wietschel, L.; Halter, F.; Thorenz, A.; Schiippel, D.; Koch, D. Literature Review on the State of the Art of the Circular Economy of
Ceramic Matrix Composites. Open Ceramics. 2023, 14, 100357. [CrossRef]

11. White, S.R.; Sottos, N.R.; Geubelle, PH.; Moore, ].S.; Kessler, M.R; Sriram, S.; Brown, E.N.; Viswanathan, S. Autonomic healing of
polymer composites. Nature 2001, 409, 794-797. [CrossRef]

12.  Yang, Y.; Urban, M.W. Self-healing polymeric materials. Chem. Soc. Rev. 2013, 42, 7446-7467. [CrossRef] [PubMed]

13.  Chen, X,; Dam, M.A.; Ono, K.; Mal, A ; Shen, H.; Nutt, S.R.; Sheran, K.; Wudl, F. A thermally re-mendable cross-linked polymeric
material. Science 2002, 295, 1698-1702. [CrossRef] [PubMed]

14. Imato, K.; Nishihara, M.; Kanehara, T.; Amamoto, Y.; Takahara, A.; Otsuka, H. Self-healing of chemical gels cross-linked by
diarylbibenzofuranone-based trigger-free dynamic covalent bonds at room temperature. Angew. Chem. 2012, 124, 1164-1168.
[CrossRef]

15. Cordier, P; Tournilhac, E; Soulié-Ziakovic, C.; Leibler, L. Self-healing and thermoreversible rubber from supramolecular assembly.
Nature 2008, 451, 977-980. [CrossRef] [PubMed]

16. Yanagisawa, Y.; Nan, Y.; Okuro, K.; Aida, T. Mechanically robust, readily repairable polymers via tailored noncovalent cross-
linking. Science 2018, 359, 72-76. [CrossRef]

17.  Nakahata, M.; Takashima, Y.; Yamaguchi, H.; Harada, A. Redox-responsive self-healing materials formed from host-guest
polymers. Nat. Commun. 2011, 2, 511. [CrossRef]

18. Jonkers, H.M. Self healing concrete: A biological approach. In Self Healing Materials: An Alternative Approach to 20 Centuries of
Materials Science; Springer: Dordrecht, The Netherlands, 2007; pp. 195-204.

19. Ahn, TH,; Kishi, T. Crack Self-healing Behavior of Cementitious Composites Incorporating Various Mineral Admixtures. J. Adv.
Concr. Technol. 2010, 8, 171-186. [CrossRef]

20. Barr, CM.; Duong, T.; Bufford, D.C.; Milne, Z.; Molkeri, A.; Heckman, N.M.; Adams, D.P,; Srivastava, A.; Hattar, K.; Demkowicz,
M.]J. Autonomous healing of fatigue cracks via cold welding. Nature 2023, 620, 552-556. [CrossRef]

21. Markvicka, EJ; Bartlett, M.D.; Huang, X.; Majidi, C. An autonomously electrically self-healing liquid metal-elastomer composite
for robust soft-matter robotics and electronics. Nat. Mater. 2018, 17, 618-624. [CrossRef] [PubMed]

22. Garcia, A. Self-healing of open cracks in asphalt mastic. Fuel 2012, 93, 264-272. [CrossRef]

23.  Ando, K; Chu, M.-C; Tsuji, K.; Hirasawa, T.; Kobayashi, Y.; Sato, S. Crack healing behaviour and high-temperature strength of
mullite/SiC composite ceramics. J. Eur. Ceram. Soc. 2002, 22, 1313-1319. [CrossRef]

24. Houjou, K,; Ando, K;; Liu, S.-P; Sato, S. Crack-healing and oxidation behavior of silicon nitride ceramics. J. Eur. Ceram. Soc. 2004,
24,2329-2338. [CrossRef]

25. Ando, K; Ikeda, T.; Sato, S.; Yao, F.; Kobayasi, Y. A preliminary study on crack healing behaviour of SizN4/SiC composite
ceramics. Fatigue Fract. Eng. Mater. Struct. 1998, 21, 119-122. [CrossRef]

26. Maruoka, D.; Nanko, M. Recovery of mechanical strength by surface crack disappearance via thermal oxidation for nano-
Ni/Al,O3 hybrid materials. Ceram. Int. 2013, 39, 3221-3229. [CrossRef]

27. Pham, H.V,; Nanko, M.; Nakao, W. High-temperature Bending Strength of Self-Healing Ni/Al,O3 Nanocomposites. Int. ]. Appl.
Ceram. Technol. 2016, 13, 973-983. [CrossRef]

28. Yoshioka, S.; Boatemaa, L.; Zwaag, S.V.D.; Nakao, W.; Sloof, W.G. On the use of TiC as high-temperature healing particles in
alumina based composites. J. Eur. Ceram. Soc. 2016, 36, 4155-4162. [CrossRef]

29. Monteverde, F; Saraga, F.; Reimer, T.; Sciti, D. Thermally stimulated self-healing capabilities of ZrB,-SiC ceramics. ]. Eur. Ceram.

Soc. 2021, 41, 7423-7433. [CrossRef]


https://doi.org/10.20965/ijat.2020.p0857
https://eur-lex.europa.eu/legal-content/EN/TXT/?uri=CELEX:52020DC0098
http://eur-lex.europa.eu/legal-content/EN/TXT/?uri=CELEX:52015DC0614
http://eur-lex.europa.eu/legal-content/EN/TXT/?uri=CELEX:52015DC0614
https://doi.org/10.1115/1.4002308
https://doi.org/10.1016/j.jclepro.2014.05.084
http://data.europa.eu/eli/dir/2009/125/oj
http://data.europa.eu/eli/dir/2009/125/oj
https://doi.org/10.1016/j.oceram.2023.100357
https://doi.org/10.1038/35057232
https://doi.org/10.1039/c3cs60109a
https://www.ncbi.nlm.nih.gov/pubmed/23864042
https://doi.org/10.1126/science.1065879
https://www.ncbi.nlm.nih.gov/pubmed/11872836
https://doi.org/10.1002/ange.201104069
https://doi.org/10.1038/nature06669
https://www.ncbi.nlm.nih.gov/pubmed/18288191
https://doi.org/10.1126/science.aam7588
https://doi.org/10.1038/ncomms1521
https://doi.org/10.3151/jact.8.171
https://doi.org/10.1038/s41586-023-06223-0
https://doi.org/10.1038/s41563-018-0084-7
https://www.ncbi.nlm.nih.gov/pubmed/29784995
https://doi.org/10.1016/j.fuel.2011.09.009
https://doi.org/10.1016/S0955-2219(01)00431-9
https://doi.org/10.1016/S0955-2219(03)00645-9
https://doi.org/10.1046/j.1460-2695.1998.00052.x
https://doi.org/10.1016/j.ceramint.2012.10.008
https://doi.org/10.1111/ijac.12569
https://doi.org/10.1016/j.jeurceramsoc.2016.06.008
https://doi.org/10.1016/j.jeurceramsoc.2021.08.012

Materials 2024, 17, 647 90f9

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.
41.

42.

43.

44.

45.

46.
47.

48.

49.

50.

51.

52.

53.

54.

Nguyen, S.T.; Okawa, A.; Iwasawa, H.; Nakayama, T.; Hashimoto, H.; Sekino, T.; Suematsu, H.; Niihara, K. Titanium Nitride
and Yttrium Titanate Nanocomposites, Endowed with Renewable Self-Healing Ability. Adv. Mater. Interfaces 2021, 8, 2100979.
[CrossRef]

Farle, A.-S.; Kwakernaak, C.; van der Zwaag, S.; Sloof, W.G. A conceptual study into the potential of My, ;1 AX;;-phase ceramics
for self-healing of crack damage. J. Eur. Ceram. Soc. 2015, 35, 37—45. [CrossRef]

Cui, X.;; Huang, C; Shi, Z,; Liu, H.; Li, S.; Han, Y.; Ji, L.; Wang, Z.; Xu, L.; Huang, S. The crack-healing and strength recovery
mechanisms for the new developed Ti (C, N)-TiSi,-WC composite ceramic tool materials with crack-healing ability. Ceram. Int.
2023, 49, 35382-35391. [CrossRef]

Liu, Y;; Liu, H.; Huang, C.; Ji, L.; Wang, L.; Yuan, Y;; Liu, Q.; Han, Q. Study on crack healing performance of Al,O3/SiCw /TiSi,
new ceramic tool material. Ceram. Int. 2023, 49, 13790-13798. [CrossRef]

Lee, S.-K.; Ishida, W.; Lee, S.-Y.; Nam, K.-W.; Ando, K. Crack-healing behavior and resultant strength properties of silicon carbide
ceramic. J. Eur. Ceram. Soc. 2005, 25, 569-576. [CrossRef]

Osada, T.; Nakao, W.; Takahashi, K.; Ando, K.; Saito, S. Strength recovery behavior of machined Al,O3/SiC nano-composite
ceramics by crack-healing. J. Eur. Ceram. Soc. 2007, 27, 3261-3267. [CrossRef]

Shi, S.; Goto, T.; Cho, S.; Sekino, T. Electrochemically assisted room-temperature crack healing of ceramic-based composites. J.
Am. Ceram. Soc. 2019, 102, 4236—4246. [CrossRef]

Li, S;; Song, G.; Kwakernaak, K.; van der Zwaag, S.; Sloof, W.G. Multiple crack healing of a Ti; AlC ceramic. J. Eur. Ceram. Soc.
2012, 32, 1813-1820. [CrossRef]

Osada, T.; Kamoda, K.; Mitome, M.; Hara, T.; Abe, T.; Tamagawa, Y.; Nakao, W.; Ohmura, T. A Novel Design Approach for
Self-Crack-Healing Structural Ceramics with 3D Networks of Healing Activator. Sci. Rep. 2017, 7, 17853. [CrossRef] [PubMed]
Wang, S.; Hu, WH.; Nakamura, Y.; Fujisawa, N.; Herlyng, A.E.; Ebara, M.; Naito, M. Bio-Inspired Adhesive with Reset-On
Demand, Reuse-Many (RORM) Modes. Adv. Funct. Mater. 2023, 33, 2215064. [CrossRef]

Liu, Y.Q.; Shao, G.; Tsakiropoulos, P. On the oxidation behaviour of MoSi,. Intermetallics 2001, 9, 125-136. [CrossRef]
Westbrook, J.; Wood, D. “PEST” degradation in beryllides, silicides, aluminides, and related compounds. J. Nucl. Mater. 1964, 12,
208-215. [CrossRef]

Sooby Wood, E.; Parker, S.S.; Nelson, A.T.; Maloy, S.A. MoSi; Oxidation in 670-1498 K Water Vapor. J. Am. Ceram. Soc. 2016, 99,
1412-1419. [CrossRef]

Shimada, S.; Mochidsuki, K. The oxidation of TiC in dry oxygen, wet oxygen, and water vapor. J. Mater. Sci. 2004, 39, 581-586.
[CrossRef]

Aghazadeh, M.; Barmi, A.A.M.; Hosseinifard, M. Nanoparticulates Zr(OH), and ZrO, prepared by low-temperature cathodic
electrodeposition. Mater. Lett. 2012, 73, 28-31. [CrossRef]

Shimada, S.; Ishil, T. Oxidation Kinetics of Zirconium Carbide at Relatively Low Temperatures. J. Am. Ceram. Soc. 1990, 73,
2804-2808. [CrossRef]

Rama Rao, G.A.; Venugopal, V. Kinetics and mechanism of the oxidation of ZrC. J. Alloys Compd. 1994, 206, 237-242. [CrossRef]
Shimada, S.; Inagaki, M.; Suzuki, M. Microstructural observation of the ZrCZrO, interface formed by oxidation of ZrC. ]. Mater.
Res. 1996, 11, 2594-2597. [CrossRef]

Gasparrini, C.; Chater, R.J.; Horlait, D.; Vandeperre, L.; Lee, W.E. Zirconium carbide oxidation: Kinetics and oxygen diffusion
through the intermediate layer. . Am. Ceram. Soc. 2018, 101, 2638-2652. [CrossRef]

Mori, S.; Kobayashi, R.; Tanaka, M.; Okuyama, K. Rapid Generation Process of Superheated Steam Using a Water-Containing
Porous Material. In Proceedings of the ASME 2012 10th International Conference on Nanochannels, Microchannels, and
Minichannels Collocated with the ASME 2012 Heat Transfer Summer Conf. and the ASME 2012 Fluids Engineering Division
Sum, ICNMM 2012, Rio Grande, PR, USA, 8-12 July 2012; Published Online 22 July 2013. pp. 709-716.

McKamey, C.G.; Tortorelli, P.F.; DeVan, ].H.; Carmichael, C.A. A study of pest oxidation in polycrystalline MoSi,. J. Mater. Res.
1992, 7, 2747-2755. [CrossRef]

Chou, T.C; Nieh, T.G. Nucleation and Growth of MoSi, Pest During Low Temperature Oxidation. MRS Online Proc. Libr. (OPL)
1992, 288, 965. [CrossRef]

Osei-Agyemang, E.; Paul, ].-F.; Lucas, R.; Foucaud, S.; Cristol, S. Stability, equilibrium morphology and hydration of ZrC (111)
and (110) surfaces with HyO: A combined periodic DFT and atomistic thermodynamic study. Phys. Chem. Chem. Phys. 2015, 17,
21401-21413. [CrossRef]

Guo, X. On the degradation of zirconia ceramics during low-temperature annealing in water or water vapor. J. Phys. Chem. Solids
1999, 60, 539-546. [CrossRef]

Sekine, N.; Nakao, W. Advanced Self-Healing Ceramics with Controlled Degradation and Repair by Chemical Reaction. Materials
2023, 16, 6368. [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/10.1002/admi.202100979
https://doi.org/10.1016/j.jeurceramsoc.2014.08.046
https://doi.org/10.1016/j.ceramint.2023.08.212
https://doi.org/10.1016/j.ceramint.2022.12.257
https://doi.org/10.1016/j.jeurceramsoc.2004.01.021
https://doi.org/10.1016/j.jeurceramsoc.2006.11.080
https://doi.org/10.1111/jace.16264
https://doi.org/10.1016/j.jeurceramsoc.2012.01.017
https://doi.org/10.1038/s41598-017-17942-6
https://www.ncbi.nlm.nih.gov/pubmed/29259214
https://doi.org/10.1002/adfm.202215064
https://doi.org/10.1016/S0966-9795(00)00114-X
https://doi.org/10.1016/0022-3115(64)90142-4
https://doi.org/10.1111/jace.14120
https://doi.org/10.1023/B:JMSC.0000011514.46932.e2
https://doi.org/10.1016/j.matlet.2011.12.118
https://doi.org/10.1111/j.1151-2916.1990.tb06678.x
https://doi.org/10.1016/0925-8388(94)90042-6
https://doi.org/10.1557/JMR.1996.0326
https://doi.org/10.1111/jace.15479
https://doi.org/10.1557/JMR.1992.2747
https://doi.org/10.1557/PROC-288-965
https://doi.org/10.1039/C5CP03031E
https://doi.org/10.1016/S0022-3697(98)00301-1
https://doi.org/10.3390/ma16196368

	Introduction 
	Self-Healing 
	Decomposition 
	Steam Oxidation of ZrC 
	Air Oxidation of ZrC 

	Methods 
	Material 
	Indentation, Heat Treatment, Bending Test, and XRD Analysis 

	Results and Discussion 
	Conclusions 
	References

