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Abstract: Laser scanning modification was applied to secondarily melt the top ceramic coating
surface of lanthanum zirconate/ yttria-stabilized zirconia double ceramic thermal barrier coatings
(LZO/YSZ TBCs) to reduce the gas oxygen diffusion and improve the TBCs service life. Isothermal
oxidations with different times were carried out on the as-sprayed (AS) TBCs and laser-remolten (LR)
TBCs at 1100 °C to investigate thermally growth oxide (TGO)growth mechanisms and isothermal
oxidation behaviors. The results showed that the laser-remolten top-ceramic-coating dense layer with
a columnar crystal structure of LR TBCs presented a 96.3% and 59.1% lower surface roughness and
porosity, respectively, than those of the top ceramic coating of AS TBCs, and the TGO growth rate of
LR TBCs decreased by 46.2% compared to that of AS TBCs. The mixed-oxides appearance time of
LR TBCs (50 h) was later than that of AS TBCs (25 h). After 100 h of isothermal oxidation, the total
TGO thickness of LR TBCs was only 77.2% of that of AS TBCs, and the effects of the laser-remolten
TBCs on gas oxygen diffusion inhibition and high-temperature oxidation resistance were promising
in LZO/YSZ TBCs.

Keywords: LZO/YSZ TBCs; laser-remolten layer; isothermal oxidation; TGO growth; oxidation resistance

1. Introduction

Thermal barrier coatings (TBCs) are widely used in hot end components of gas turbines,
such as combustion chambers and high-pressure nozzles, to protect hot end components
from oxidation, thermal corrosion, erosion wear, and even touch-friction between blades.
Ultimately, the service life and continuous work efficiency of the hot end components has
been improved [1-5]. Typical TBCs are composed of ceramic coatings, metallic bonding
coatings, superalloy substrates, and thermally growth oxide (TGO) layers. The most widely
used ceramic coating is 6 wt.%~8 wt.% yttria partially stabilized zirconia (YSZ) for its high
thermal expansion coefficient (11 x 107¢ k=!), low thermal conductivity (2.1 W-m~1.k1),
and satisfactory phase stability [6,7]. NiCoCrAlY is one of the most common choices for
aero engine blade bonding coatings, because it not only improves the adhesion between
the ceramic top layer and substrate, but also has excellent oxidation resistance and thermal
resistance [8,9]. The TGO layer, which usually consists of a continuous dense Al,O3 layer
and mixed-oxides layer [10-12], is formed during the bonding coating oxidation because
oxygen continuously passes through the ceramic coating in the TBC high-temperature
service process.
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The degradation of TBCs involves many factors, such as high-temperature oxidation,
thermal shock, hot corrosion, and corrosive wear [13,14]. Among them, the spalling failure
of TBCs under high temperature is closely related to the thickness, growth rate, and
composition of TGO. Dong et al. [15] reported that there is a linear relationship between
the TGO strain energy and its thickness, and the continuous thickening of TGO could
cause serious cracking and spalling of ceramic coatings in TBCs. Bai et al. [16] showed that
the Al,O3 layer formation decreased the TGO growth rate at the initial oxidation stage,
but when the Al,O3 layer was consumed by mixed-oxides formation, and resulted in a
sharply increased TGO growth rate, the TBCs were close to the critical failure state. Once
more, during the formation of TGO, large-volume mixed oxides are the reason for the
shortening of the TBC service life, so the study of TGO is particularly important in the
process of high-temperature oxidation. TGO formation processes are mainly affected by
oxygen diffusion mechanisms of oxygen transporting from the outside to the bonding
coating of TBCs [17-19]; for example, the gas oxygen diffusion of O, propagates through
pores and microcracks in ceramic coatings, and the ion oxygen diffusion of O?>~ migrates
through the lattice of ceramic coating materials. Fox [20] reported that the gas oxygen
diffusion through the top ceramic coating is considered to be the main determinants of
oxygen transport in blade TBCs in a gas turbine servicing process.

To further delay TGO formation and growth by inhibiting oxygen diffusion, double-
ceramic-layer TBCs were proposed [21] through the deposition of an additional ceramic
coating with low oxygen ion diffusivity on the surface of traditional single-layer YSZ TBCs.
For example, LayZr,O7 (LZO) is one of the most promising candidates for oxygen barrier
TBC layer materials, for its excellent oxygen ion conductivity (9.2 x 10~%S/cm, 1000 °C),
which is approximately three orders of magnitude lower than that of YSZ (0.1 S/cm,
1000 °C) [22]. Liu et al. [23] prepared LZO/YSZ double-ceramic-layer TBCs by air plasma
spraying (APS) and electron beam physical vapor deposition (EB-PVD), and they proved
that LZO is an effective oxygen ion barrier material under high-temperature oxidation
working conditions. Wang’s [24] and Xu’s [25] high-temperature oxidation experiments
showed that, due to its beneficial effect on preventing ion oxygen diffusion, LZO/YSZ
double-ceramic-layer TBCs have a longer working life than the traditional YSZ TBCs.

Reducing APS coating defects is also an effective way to slow down the migration
rate of oxygen ions in TBCs, and laser remelting has been considered one of the effec-
tive methods. Laser-remelting treatment of YSZ TBCs was proposed and prepared by
Zaplatynsky et al. [26], who revealed that the laser remelting would provide the YSZ TBs
surface with high smoothness and reduced permeability. Thereafter, much research was
carried out on laser-remolten APS coatings, and it was found that the laser-remolten colum-
nar structure of the YSZ APS coating had a certain effect on the pores’ sealing and the
surface hardness improvement [27-31], and it was beneficial to prolong the coating life.
Ahmadi-Pidani et al. [32] and Fretias [33] used pulsed lasers to treat plasma-sprayed ce-
ria and yttria-stabilized zirconia (CYSZ) TBCs, and the effects of laser remelting on the
microstructure and thermal shock resistance of the coatings were evaluated; the results
showed that the lifetime of the laser-treated TBCs was enhanced about fourfold. This is
attributable to the formation of a continuous network of segmented cracks perpendicu-
lar to the surface and the increase in strain accommodation. Further, the effects of laser
remelting treatment on the formation and growth mechanism of TGO, especially on the
double-ceramic-layer TBCs, are desired.

In the present work, laser scanning for remelting modification on LZO/YSZ double-
ceramic-layer TBCs was carried out, and the remelting effects on the microstructure, TGO
growth behavior, and oxidization mechanism were investigated, to explore the sealing
feasibility to reduce oxygen transport and improve the high-temperature service life of
LZO/YSZ double-ceramic-layer APS TBCs.
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2. Experimental Procedure
2.1. Materials and Sample Preparation

NiCoCrAlY powder (Amdry 365-2, Oerlikon Metco) with a particle size of 45~75 pm
was the feedstock of the bonding coating. 8YSZ powder (Metco 204B-NS, Oerlikon Metco)
with a particle size of 35~86 um and LZO (Hunan Zhaoyi Thermal Spraying Material Co.,
Ltd., Yiyang, China) with a particle size of 12~47 um were feedstocks of the inner ceramic
coating and outer ceramic coating, respectively. The Inconel 738 substrate with a size of
100 mm x 20 mm x 12 mm was sandblasted, alcohol-ultrasonically cleaned, dried, and
preheated to 150 °C. The bonding coating, the inner ceramic coating, and the outer ceramic
coating were deposited successively by Sulzer Metco 9MB plasma spraying with an interval
less than one hour between the spraying of each coating, and the spraying parameters are
shown in Table 1. A IPG YLS-4000 fiber laser with a maximum output power of 4000 W
and wavelength of 1070 nm was applied for laser scanning remelting treatment on the
plasma-sprayed sample surface, and the scanning process was protected by argon. The
laser scanning parameters are shown in Table 2.

Table 1. Parameters of air plasma spraying process.

Parameters NiCoCrAlY YSZ LZO
Voltage (V) 55 60 60

Current (A) 500 650 650
Spray distance (mm) 15 10 10
Primary gas flow, Ar (L/min) 15 15 15
Secondary gas flow, H, (L/min) 9 9 9
Powder feed rate (g/min) 33 30 30

Table 2. Parameters of laser scanning process.

Scanning Defocus Spot Size Overlap Energy Ratio
Power (W) Speed (mm/s) Amount (mm) (mm) Rate ()]
100 20 +15 3 30% 1.67

2.2. Isothermal Oxidation and Characterization

The prepared as-sprayed (AS) and laser remolten (LR) TBCs samples were cut into
10 mm X 10 mm x 12 mm by a diamond wire saw and put in a muffle furnace at room
temperature. Then, the muffle furnace was heated to 1100 °C at a heating rate of 5 °C/min
and isothermally oxidized for 10, 25, 50, and 100 h, and the furnace was then cooled down
to room temperature. The oxidation weight increase of the samples was weighted by an
analytical balance with £0.0001 g accuracy, and three samples in each group were taken to
obtain the mean value of the oxidation weight gain.

An LSM-800 laser confocal microscope and D/MAX 2500 PC X-ray diffractometer
(XRD, Rigaku, Tokyo, Japan) were used to characterize the surface roughness and phase.
To obtain the same level of XRD diffractograms, samples were polished by sandpaper to
the same roughness standard. To obtain the XRD pattern of TGO, the samples after 100 h
of oxidation were carefully mechanically ground to the ceramic coating/NiCoCrAlY inter-
face against the coating growth direction. Microstructural characterizations of the surface
and cross-section were analyzed by QUANTA FEG 450 scanning electron microscopes
(SEM, Thermo Fisher Scientific, Berlin, Germany) equipped with X-ray energy-dispersive
spectroscopy (EDS, Thermo Fisher Scientific, Berlin, Germany). Porosity and TGO thick-
ness were measured by Image Pro Plus 6 software from 10 SEM images with the same
magnification at different areas.
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3. Results and Discussion
3.1. Coating Microstructure

Figure 1 shows the surface morphology of AS and LR TBCs. As shown in Figure 1a,
there are partially unmolten particles, protrusion areas, microcracks, and voids on the AS
TBCs surface. These typical characteristics of APS coatings are attributed to the unevenly
melted particles under inhomogeneous plasma flame heating. Fully melted powders with
high kinetic energy are accumulated on the substrate surface with a flat shape, and the
protrusions are generated with the continuously accumulated partly melted particles [28].
Meanwhile, microcracks generate from the stress concentration of the high cooling rate,
holes and voids are produced from an insufficient overlap and residual gas, and a rough
surface and the looser microstructure are presented. The AS TBCs surface roughness is
10.8 um (Sa), as shown in Figure 1b, and it may increase the oxygen contact area and accel-
erate the interface oxidation reaction between the ceramic coating and bonding coating [34].
As shown in Figure 1c, the LR TBC surface is smooth and flat, except for the network cracks
generated from the laser scanning melting and Ar rapid cooling [35], and the roughness
decreases to 0.4 um (Sa), as shown in Figure 1d.
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Figure 1. Surface morphology of TBCs: (a) AS, (b) AS surface roughness, (c) LR, and (d) LR sur-
face roughness.

Figure 2 shows the AS and LR TBCs cross-sectional morphology. Figure 2a shows that
the AS TBCs are composed by an outer ceramic coating (LZO), an inner ceramic coating
(YSZ), and a metallic bonding coating (NiCoCrAlY) with corresponding thicknesses of
150 = 20 pm, 120 £ 20 um, and 100 £ 20 um, respectively. The outer ceramic coating
cross-section of the as-sprayed LZO is a typical lamellar structure, with a large number of
splats and a high porosity of 11.5% (as shown in Figure 2b). Meanwhile, Figure 2c shows
that there is a dense remolten layer of LZO with a thickness of about 100 um at the outer
ceramic coating cross-section in LR TBCs, and the porosity is 4.7%, which is only 40.9% of
that in the AS outer ceramic coating. Cracks perpendicular to the coating surface, that is,
occurring during the as-spray layered structure, transform to a columnar structure along
the heat dissipation direction by the laser melting and rapid cooling. The outer ceramic
coating of LR TBCs has a structure combination of remolten dense columnar and sprayed
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porous, which is beneficial in inhibiting the external oxygen diffusion, as well as enhancing
the TBC’s thermal stability because of the resulting strain tolerance improvement [35,36].

© NiCoCrAlY
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Figure 2. Cross-sectional morphology of TBCs: (a) AS, (b) AS LZO outer ceramic layer, (c) LR, and
(d) LR LZO outer ceramic layer.

Figure 3 shows the surface morphology of AS and LR TBCs isothermally oxidized at
1100 °C for 25, 50, and 100 h. As shown in Figure 3a, after isothermal oxidation for 25 h,
the AS TBCs surface is rough, and the pinholes and microcracks increase. The pinholes
on the surface of AS TBCs increase continuously after 50 h of isothermal oxidation, and
microcracks seem to expand and connect into net-like cracks, as shown by the white arrow
in Figure 3b. These defects aggravate the oxygen transport and is harmful to the TBC
oxidation resistance. After 100 h of isothermal oxidation, more unmolten powder particles
fall off the AS TBCs surface and there are more pinholes; and the pinholes and the wider
connecting cracks become enlarged, as shown in Figure 3c. Meanwhile, for the LR TBCs,
with the isothermal oxidation time extended to 100 h, the coating surface remains smooth
and dense, as shown in Figure 3d—f, and is conducive to the high-temperature oxidation
resistance of TBCs.

Figure 4 shows XRD patterns of the LZO powder, AS, and LR TBCs before and after
the 100 h isothermal oxidation. Figure 4a shows that the LZO powder and two kinds of TBC
LZO surface phases before isothermal oxidation are all pyrochlore structures, and a higher
diffraction intensity is presented in LR TBCs for its preferred orientation of crystals [37]
that was rearranged from lamellar to columnar by the laser remelting process (as shown in
Figure 2b,d). Figure 4b shows that both AS and LR TBC LZO surface phases after 100 h of
isothermal oxidation are tetragonal ZrO, with a low-intensity diffraction peak, although
the major diffraction peak still corresponds to the pyrochlore structure. The tetragonal ZrO,
phase formation is attributed to the preferential volatilization of LayO3 during the long-
time oxidation at high temperature, and thus, the stoichiometric inhomogeneity forms in
LZO [38]. This is not the reason for the LZO/YSZ TBC’s failure during the high-temperature
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service, so the influence of the ceramic coating phase transformation on high-temperature
oxidation resistance can be negligible [39].

C 00um

Figure 3. Surface morphology of 1100 °C isothermally oxidized TBCs against time: (a) AS 25 h,
(b) AS50h, (c) AS100 h, (d) LR 25 h, (e) LR 50 h, and (f) LR 100 h.
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Figure 4. XRD patterns: (a) LZO powder, AS, and LR TBCs, and (b) AS and LR TBCs isothermally
oxidized for 100 h at 1100 °C.

3.2. TGO Growth Kinetic

The weight gain after different times of isothermal oxidation at 1100 °C is calculated
by Equation (1):
AG = (le —ml)/S (1)

where AG is the oxidation weight gain mass per unit area; m, is the weight of samples
after isothermal oxidation; m; is the weight of samples before isothermal oxidation; S is the
initial surface area of samples. Figure 5 shows the 1100 °C isothermal oxidation weight
gain curves against time of AS and LR TBCs. After 10 h of isothermal oxidation, the weight
gains of AS TBCs and LR TBCs are 1.674 and 1.853 mg/cm?, respectively, attributed to the
network cracks in LR TBCs (Figure 1c), providing more channels for oxygen rapid diffusion
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from the outer ceramic coating to the metallic bonding coating; and the weight gain of LR
TBCs is higher than that of AS TBCs. From then on, the weight gain rate of both AS and
LR TBCs obviously slows down, and after 25 h, the oxidation weight gain of LR TBCs is
obviously lower than that of AS TBCs. After 100 h, the weight gains of AS TBCs and LR
TBCs are 4.215 and 3.841 mg/cm?, respectively. As, when the long-time high-temperature
isothermal oxidation extends, the network cracks in LR coating gradually heal, as shown
in Figure 3d-{, it reduces oxygen-permeating channels in ceramic coatings and further
postpones the oxidation growth [40].

As-spraved LZO/YSZ TBCy|
Remolten  LZO/YSZ TBCy|

[ - =
T T T

Mass Gaincmgfcmz)

—
T

0 20 40 60 80 100
Oxidation time(h)

Figure 5. Weight gain curve of isothermal oxidation at 1100 °C.

Figure 6a shows the TGO thickness variation curves of AS and LR TBCs that were
isothermally oxidized at 1100 °C for 100 h. Two TGO growth stages, the rapid growth
stage and the steady growth stage, are presented. Within the first 10 h isothermal oxidation
period, as Figures 1 and 2 shows, the protrusion areas, microcracks, and voids in the AS
TBCs and the network cracks in LR TBCs are all in favor of oxygen permeation and negative
to TBC high-temperature oxidation resistance, resulting in TGO forming quickly along
the interface of the ceramic coating and bonding coating. The TGO average thicknesses
of AS and LR TBCs are 1.746 and 1.966 um, respectively. In the period from 10 to 100 h of
isothermal oxidation, a steady TGO growth stage is presented; although the TGO growth
rate slows down, the TGO average thicknesses of AS and LR TBCs are 4.590 and 3.542 pm,
respectively, after 100 h of isothermal oxidation.

(a) (b)
25 — — -
[—8— As-sprayed LZO/YSZ TBCs B Ag-sprayed LZO/\:bZ TB(ES
5 |—e— Remolten  LZQO/YSZ TBCs @ Remolten. TZONSZ THCs ,
Linear fitting of as-sprayed LZO/YSZ TBCs|
20 Linear fitting of remolten LZO/YSZ TBCs
_4r Kp,=0.20905um*h
E sh R*=0.99419
il .
= I 7
% I E 10
2 . 10k
Ea2t | =
= I
c I =l Kp,=0.11256pm*h
L I
L . R?=0.95201
Steady growth stage :
ot | 0 =
Ralpld growtlh slage , . \ . . f ; | : 1 : 1 i 1
0 20 40 60 80 100 0 20 40 60 80 100
Oxidation time(h) Oxidation time(h)

Figure 6. Isothermal oxidation kinetics curves at 1100 °C of (a) TGO thickness and (b) the fittings
growth rate constants Kj,.
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Figure 6b shows the TGO growth rate constant K, values by fitting the TGO thickness
growth of AS and LR TBCs, respectively, according to the following Equation (2) [41]:

d>=K, x t+c 2)

where d is the thickness of the TGO layer, K, is the growth rate constant of TGO, ¢ is the
oxidation time, and c is a constant. K, presents a parabolic law, and the K, of AS and LR
TBCs are 0.20905 and 0.11256 um? /h, respectively, and indicates that the oxidation rate of
LR TBCs decreases by 46.2% more than that of AS TBCs. It is generally believed that the
greater the TGO thickness produced, the greater the TGO growth stress accumulated, and
the shorter the TBC service life achieved [2]. The dense laser remolten layer has a crucial
effect on inhibiting TGO growth, as well as further decreasing the TBC oxidation rate.

3.3. TGO Morphology and Composition Characterization

Figure 7 shows the TGO morphology of AS and LR TBCs isothermally oxidized at
1100 °C for 10, 25, 50, and 100 h. After isothermal oxidization for 10 h, Figure 7a,b show that
a uniform and continuous black TGO layer is formed along the ceramic/bonding coating
interface in both the AS and LR TBCs. After isothermal oxidization for 25 h, Figure 7c,d
show that a few gray oxides (shown by dotted line in Figure 7c) appear on the side of the
black oxide TGO layer of AS TBCs; however, the TGO of LR TBCs remains as a single black
oxide layer. After isothermal oxidization for 50 h, Figure 7e f show that a clear double TGO
layer structure appears in AS TBCs, as well as continuous gray oxides on the upper part
and a black oxide layer on the lower part. Simultaneously, a small amount of discontinuous
gray oxides (shown by the dotted line in Figure 7f) appears on the side of the black oxide
TGO layer of LR TBCs, and the TGO thickness of both AS and LR TBCs increases obviously.
After isothermal oxidization for 100 h, Figure 7g shows that the thickness of the continuous
gray oxides TGO layer of AS TBCs significantly increases, many inner pores appear, and
the thickest TGO area reaches 12 pm. While the TGO thickness of LR TBCs is obviously
smaller than that of AS TBCs, the increase rate of LR TBCs is lower than that of AS TBCs,
and a thinner gray oxides layer with fewer inner pores inside begins to appear in LR TBCs,
as shown in Figure 7h. A continuous thickening of TGO accompanied by the accumulation
of stress formed during the isothermal oxidation process, and the failure of most TBCs was
closely related to the growth of TGO and the variation in stress in TGO [41].

Figure 8a,b show EDS element mappings of the yellow rectangular area in Figure 7c,d
of AS and LR TBCs that are isothermally oxidized for 25 h. The AS TBCs TGO exhibits a
double-layer structure of a small continuous gray mixed-oxides layer on the upper part
and black Al,Oj3 layer on the lower part, and the mixed oxides are composed of oxides of
Ni, Co, and Cr. The LR TBCs TGO remains as a single Al,O3 layer.

Figure 9a,b show the enlarged TGO morphology of the yellow rectangular area in
Figure 7g,h of AS and LR TBCs that are isothermally oxidized for 100 h. From Figure 9c,
the corresponding EDS line-scan profile along the yellow arrow line in Figure 9a, one can
see that the AS TBC TGO exhibits a double-layer structure of large continuous gray mixed
oxides on the upper part and a small black Al;O3 layer on the lower part. In addition, from
Figure 9d, the corresponding EDS line-scan profile along the yellow arrow line in Figure 9b,
the LR TBCs TGO exhibits a double-layer structure of an uneven and discontinuous gray
mixed-oxides layer on the upper part and black Al,O3 layer on the lower part, and it seems
that the continuous mixed oxides appear. Meanwhile, the intensities of Ni, Co, and Cr in
LR TBCs remain lower than those in AS TBCs, and Al is higher in LR TBCs according to
the EDS point analysis of point 1 (Al = 19.1%, Ni = 13.2%, Co = 10.5%, Cr = 11.2%, at%)
and point 2 (Al = 38.5%, Ni = 2.2%, Co = 3.3%, Cr = 2.9% at%). This reveals that Al,O3 in
both AS and LR TBCs TGO was consumed and transferred to CoCr,Oy, (Ni, Co) Al,Oy,
NiCr,Oy4, and NiO mixed spinel oxides. Laser scanning remelting is promising in inhibiting
the formation of mixed spinel oxides from keeping the TGO structure as a single Al,O3
layer for a long time.
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Figure 7. TGO morphologies of TBCs isothermally oxidized at 1100 °C for different times: (a) AS
10h, (b) LR 10 h, (c) AS25h, (d) LR 25 h, (e) AS50 h, (f) LR 50 h, (g) AS 100 h, and (h) LR 100 h.
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Figure 8. EDS mapping profiles of TGO by oxidation at 1100 °C for 25 h: (a) AS TBCs and (b) LR TBCs.
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Figure 9. EDS line-scan profiles of TGO by oxidation at 1100 °C for 100 h: (a,c) AS TBCs and
(b,d) LR TBCs.

3.4. Oxidation Behavior and Mechanism

Figure 10 shows a schematic illustration of the AS and LR TBC oxidation mecha-
nisms. The TGO thickness evolution of both TBCs during the different times of isothermal
oxidation at 1100 °C is shown in the amplified violet rectangular frame. According to
Figures 1a and 2a,b, Figure 10a also shows that there are protrusion areas, microcracks,
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and voids on the AS TBC surface and a typical lamellar structure with high porosity in its
cross-section. According to Figures 1c and 2c¢,d, Figure 10b also shows that the LR TBC
surface presents a smooth surface with net-like cracks and vertical cracks because the laser
scanning remelting had eliminated the surface defects of AS TBCs. The left side of Figure 10
shows the initial oxidation state of both the AS and LR TBCs.

(a)
Microcracks -0 Unmelted particles
Voids «—— T Y& £
] - 7
1
A
LZO » 4
a1
YSZ 4 ¢ wsmft AL 2
L ™ i
~ NG \
AL Co NiCoCrAlY ‘\ 10h 25h 50h 100h ,' Substrate
Ni2+ Co2+ Substrate oy -
(b)

Nei-like cracks or

Vertical cracks

Remelted LZ(){ {5\
YSZ { o
£ AN
ALY Cr¥* L7 NiCoCrAlY
Ni?' Co?' Substrate

(1) Initial of oxidation state = (2) TGO oxidized at 1100°C for different time == (3) End of oxidation state

o

® ALO, ® Mixed oxides & TGO inner pores

Figure 10. Schematic illustration of oxidation mechanism: (a) AS LZO/YSZ TBCs and (b) LR
LZO/YSZ TBCs.

A dense and continuous Al,Os3 layer is the most desirable oxide scale in the TGO
due to its low oxygen diffusivity, superior adherence, and lower growth rate [42], which
serves as a diffusion barrier to retard the Al depletion, reduce the tendency of the outward
diffusion through TGOs of other metallic cations, decrease the TGO growth rate, and
prevent the formation and growth of spinel, and the coatings with a larger Al content have
a longer service life [43]. After oxidization for 10 h, AIP* in both the AS and LR TBCs first
diffuses outward from the metallic bonding coating to the interface and reacts with O?~ to
form Al,Os due to the lowest Gibbs free energy needed, as shown in Table 3. The vertical
cracks in LR TBCs provided more oxygen-permeated channels to the ceramic coating and
bond coating interface, so the Al,O3 thickness of LR TBCs is slightly larger than that of
AS TBCs at this initial oxidation stage. After oxidization for 25 h, the AI** content in
the metallic bonding coating of AS TBCs decreases under the critical concentration, and
Ni?*, Cr¥®*, and Co?" begin to diffuse through the Al,Oj3 layer to participate in oxidation;
thus, NiO, Cr,03, and CoO are formed. As NiO, Cr,O3, and CoO are unstable at high
temperature [44], they will spontaneously react with Al,O3 to form (Co, Ni) Cr,O4 and
(Ni, Co) Al,O4 spinel oxides via reactions (3) and (4), and the discontinuous mixed oxides
will appear.

Cry03 + (Co,Ni)O — (Co,Ni)CrpO4 (©)]

Al,O3 + (Ni,Co)O — (Ni, Co)ALO, )
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Table 3. Gibbs free energy of different oxides [45,46].
Oxides Al,O3 CrO3 NiO CoO
1373 K, AG? (kJ/moL) —~1239.1 ~769.6 —122.8 ~135.7

However, the TGO thickness of LR TBCs increased slightly and kept the single Al,O3
layer, which indicates that less oxygen arrived at the bonding coating of LR TBCs for the
net-like cracks and vertical cracks healed. In addition, oxygen-permeated channels were
reduced in ceramic coatings and the TGO growth in LR TBCs was further postponed,
because the thermal stress concentration during high-temperature oxidation would be
released by the vertical microcracks, as shown in Figure 2d [47], which had already existed
in the remolten zone of the outer ceramic coating before oxidation, as shown in Figure 1c,
which could also release part of the thermal stress during thermal fatigue. On the other
hand, with the help of crack healing, the damage induced by thermal stress was effectively
decreased in LR TBCs. The oxidation rate in LR TBCs was obviously lower than that in AS
TBCs, as shown in Figure 6b.

After oxidization for 50 h, the TGO of AS TBCs maintained the high growth rate, and
the thicker upper mixed-oxides layer on the lower Al,O3 layer of the TGO double-layer
structure continuously formed. For the LR TBCs, there was increasingly more oxygen
diffusing into the ceramic coatings and being accumulated slowly and steadily over time
to the interface between the ceramic coating and bonding coating, although the high
temperature healed the oxygen-rapidly transferring channel of the network cracks and
vertical cracks in the LR TBCs, as shown in Figure 3e, and, as a result, the discontinuous
mixed oxides started to appear.

After oxidization for 100 h, an obvious double-layer structure TGO formed completely
in both the AS and LR TBCs, and the TGO thicknesses both increased obviously. For the AS
TBCs, a nearly 70% thickness proportion of TGO was the mixed oxides, and the inner pores
formed and accumulated in the mixed-oxides region of TGO. For the LR TBCs, a nearly
80% thickness proportion of the dense and continuous black Al,O3 layer was still present
(as shown in Figures 7h and 9b); however, the uneven and discontinuous gray mixed-oxides
layer with small inner pores appeared for such a long-time high-temperature oxidation. The
TGO presented more inner pores and a larger thickness of mixed oxides in AS TBCs because
the as-sprayed LZO could not prevent the oxygen diffusion, correspondingly, under the
beneficial effect of oxygen insulation from the laser-remolten LZO structure in LR TBCs, as
shown in Figures 2d and 3f. This indicates that LR TBCs had a better oxidation resistance.

Figure 11 shows XRD patterns obtained from the ceramic coating/NiCoCrAlY in-
terface of AS TBCs and LR TBCs after 100 h of isothermal oxidation. For AS TBCs, the
dominant interface phases were Cr,Os, (Ni, Co) (Al, Cr),0O4 and a small amount of NiO.
For LR TBCs, the main phases were NizAl, Al,O3, and a small amount of Cr,O3 and (Nj,
Co) (AL Cr),04. This is consistent with the TGO growth trend in Figures 7 and 9. A dense
and continuous Al,O3 layer played a positive role on the TGO performances, such as
slower growth rate, good adhesion [44], and further oxidation protection on TBC at high
temperature, so the Al,O3 layer was the most desirable oxide scale of TGO [48]. However,
TGO will transfer from a single Al,O3 layer to double layers of Al,O3 + Cr,O3, (Ni, Co)
(Cr, Al);04, and NiO mixed oxides [45], and the presence of mixed oxides will reduce the
interfacial toughness of TGO and will have a negative effect on the coating life. Doleker [44]
reported that the protection effect of the lower black Al,O3 layer was close to failure when
the TGO formed a continuous mixed-oxide layer with the inner pores. To summarize, the
AlyOs3 layer thickness of TGO in both groups of TBCs increased with isothermal oxidation
time and then decreased slowly with the appearance and growth of the adverse multilayer
structure Cr,O3, (Ni, Co) (Cr, Al),O4, and NiO mixed oxides. In addition, the thickness
proportion of Al,Oj3 in the total TGO layer in LR TBCs always remained greater than that
in AS TBCs after isothermal oxidation for 10 h. That is to say that laser scanning remelting
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is promising in inhibiting the formation of mixed spinel oxides from keeping the TGO
structure as a single Al,Oj3 layer for a long time.

+ (Ni,Co)(Cr,Al,O,
m ALO, * Cr,0,
¥ NijAl & NiQ

Intensity(a.u.)

20(deg.)

Figure 11. XRD pattern of ceramic layer/NiCoCrAlY interface of samples oxidized at 1100 °C for
100 h: (a) AS TBCs and (b) LR TBCs.

4. Conclusions

In this study, AS TBCs and LR TBCs were prepared, and the high-temperature isother-
mal oxidation and thermally grown oxide (TGO) growth behaviors were studied. The
following conclusions can be made:

1.  Laser scanning remelting contributed a dense columnar structure to the LZO/YSZ
TBCs, and their surface roughness and porosity decreased to 96.3% and 59.1%, respec-
tively, compared to the as-sprayed LZO/YSZ TBCs.

2. Laser scanning remelting presented a crucial inhibition effect on oxygen permeation,
and the total TGO growth rate of LR TBCs (0.11256 um?/h) was obviously 46.2% lower
than that of AS TBCs (0.20905 um? /h) during the 1100 °C isothermal oxidation.

3. The Al,Oj3 thickness proportion of the total TGO layer in LR TBCs always remained
greater than that in the AS TBCs upon the 10 h isothermal oxidization, and laser
scanning remelting was effective at inhibiting TGO growth and increasing the high-
temperature isothermal oxidation resistance of LZO/YSZ TBCs.
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