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Abstract: In this work, the influence of different cleaning procedures on adhesion of composite
coatings containing passive ceramic and commercial glasses was investigated. Two compositions
(C2c¢, D2-PP) of double-layer polymer-derived ceramic (PDC) coating systems, composed from bond
coat and a top coat, were developed. In order to obtain adherent coatings, stainless steel substrates
were cleaned by four different cleaning procedures. The coatings were then deposited onto the steel
substrate via spray coating. Pretreatment by subsequent ultrasonic cleaning in acetone, ethanol and
deionised water (procedure U) was found to be the most effective, and the resultant C2c and D2-PP
coatings, pyrolysed at 850 °C, indicated strong adhesion without delamination or cracks, propagating
at the interface steel/bond coat. In the substrate treated by sandblasting and chemical etching, small
cracks in the bond coat were observed under the same pyrolysis conditions. After oxidation tests, all
coatings, except for those subjected to the U-treated substrates, showed significant cracking in the
bond coat. The D2-PP coatings were denser than C2c, indicating better protection of the substrate.

Keywords: cleaning; bond coat; PDC coatings; fillers

1. Introduction

Because of the increasing costs for metals, there is an effort made to enhance the service life of steel
components exposed to aggressive environment, which is commonly used in exhaust gas elements,
waste incineration plants or in chemical industry. Refractory stainless steels are highly oxidation
and corrosion resistant materials. As metal wear and oxidation/corrosion cause significant economic
losses, the development of thermal (TB) and environmental barrier coatings (EBC) is the matter of
significant importance.

Due to their extraordinary properties at high temperatures and in chemically aggressive
environments, non-oxide and oxide PDC ceramic coatings are suitable for increasing the oxidation
and corrosion resistance of metals [1]. Preceramic polymers offer a lot of processing advantages that
are not possible with traditional ceramics [2]. For example, organosilicon polymer precursors such as
polysiloxanes [3], polycarbosilanes [4], or polysilazanes [5-7], represent a class of hybrid materials
which, by suitable heat treatment (pyrolysis in a controlled atmosphere), provide high purity ceramic
materials with an adaptable chemical composition and a well-defined structure. These polymers are
characterised by an inorganic polymer chain composed of silicon atoms and organic substituents
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attached to the backbone. Polysilazanes are currently used as precursors for the synthesis of SizN4 and
SiCN ceramics, mainly due to the high ceramic yield after pyrolysis (often >80 wt. %) [8]. Polysilazanes
are suitable materials for the preparation of protective coatings due to their excellent oxidation and
corrosion resistance, UV stability and high hardness. These polymers have excellent adhesion to a
wide variety of different substrates, e.g., metal, composite, graphite and glass. The PDC route provide
the application of liquid or diluted polymers by easily scalable methods, such as dip-coating [9,10],
spin-coating [11], doctor-blade method [12] or spray-coating [13,14]. The choice of a particular method
depends on the future use of the coating, the type and shape of the body to be coated and the deposited
layer, the size of the covered area, the thickness of the coating and its desired properties.

The main disadvantage of the organosilicon polymer precursors, however, is shrinkage, often
more than 50 vol. %, that occurs during the transformation from polymer to an amorphous ceramic [15].
The undesirable shrinkage of the polymer leads to crack formation and, in extreme cases, complete
failure of the coating. To overcome these unwanted problems, the coatings that consist of only liquid
polymer have to be loaded with beneficial components called fillers. The fillers are active [16,17]
or passive, and include a large variety of materials, including YSZ [18], SizNy [19], Al,O3 [20] and
NbC [21] or commercial glasses [22]. The fillers partially or completely compensate the shrinkage,
close the pores and increase the coating thickness [23].

The main function of passive fillers is to decrease the bulk fraction of the polymer used, to reduce
the amount of gases generated during pyrolysis and, consequently, to alleviate the overall weight loss
and shrinkage, and to eliminate the presence of macro-defects by filling the void space in the material
without changing its volume. The glass fillers account for densification and sealing of the system,
increasing the efficiency of EBC [24]. The service temperature and softening point of the glass filler
particles should be matched to increase efficiency of the coating and, in optimum case, heal any defects
formed during the coating operation. In our previous work [25], composite PDC coatings with passive
fillers and commercial glasses have been developed. Despite using a range of passive fillers, the bulk
shrinkage of the polymer precursor has in many cases led to the preparation of porous coatings. Also,
the coating often delaminated from the metal substrate, and lost its protective action as EBC.

Another factor ensuring good adhesion of PDC coatings is based on providing an appropriate
surface of stainless steel substrate. A number of various pretreatment procedures, such as sandblasting
or etching the substrate by different chemical agents, have been described.

In this work, the influence of pretreatment of the AISI441 steel substrate such as sandblasting,
etching of the surface or combination of these methods, were investigated in order to choose the most
effective type of cleaning and prevent the delamination of the bond coat from the steel substrate. The
oxidation tests were performed in order to evaluate the adhesion of the bond coat at higher temperature
and longer operating times.

2. Materials and Methods

The preparation of the PDC coating systems consisted of 3 steps: (1) synthesis of passive fillers with
compositions in the Al,O3-Y,03-ZrO; (AYZ) system by sol-gel Pechini method [26], (2) pretreatment
of stainless steel by different methods and (3) preparation of double layer coatings consisting of the
bond coat and top coat using a combination of a commercial polymer with passive and glass fillers.

2.1. Preparation of the Precursor Powder

A powder in the AYZ system with the composition (in mol. %) 61.49 Al,0O3, 18.51 Y,0O3 and
20 ZrO, was used as a passive filler was prepared by the modified sol-gel Pechini method [27].
Y203 (99.9%, Treibacher Industrie AG, Althofen, Austria) was converted into nitrate by dissolving
powder oxide in concentrated HNOj3 (65% Centralchem, Bratislava, Slovakia). AI(NO3)3-9H,O (p.a.,
Centralchem, Bratislava, Slovakia) and ZrOCl,-8H,0O (99.9%, Sigma-Aldrich Co. LLC., Darmstadt,
Germany) dissolved in deionised water were then added to yttrium nitrate solution. A 1:1 molar ratio
solution of C¢HgO7 (99.8%, Centralchem, Bratislava, Slovakia) and C,H4(OH); (99%, Centralchem,
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Bratislava, Slovakia) in deionised water was then added dropwise to the mixture, which was then
refluxed under a condenser and heated in an oil bath at a temperature of 85-95 °C for 2 h. Subsequently,
the solvent was evaporated under continuous stirring. The product was dried, calcined at 850 °C to a
white powder and sieved through a 40 um sieve. For better usability in relatively thin coatings, the
AYZ powder was homogenised and granulated by a freeze-drying process. A flowchart of the process
of preparation of AYZ powder is presented in Figure 1.

[ Y:0; + HNOs ]

AINO).9H:0 +HO |

4—[ Zr(CL:0).8H:0 + H:0 )

[ HOMOGENISATION

CsHsO; + CZHA(OH)Z + H.O |—’

HOMOGENISATION
2 h, 85 - 90 °C, oil bath

]
[ DRYING

(CALCINATION 850 °C/4 h

FINAL POWDER

Figure 1. The flowchart of the processing of AYZ powder.

2.2. Pretreatment of the Stainless Steel

Ferritic refractory stainless steel grade AISI441, which is commonly used in exhaust gas elements,
was used as the metal substrate. Prior to cleaning, the steel sheets were cut into 1 x 1.5 cm? plates
to make the samples suitable for further characterisation and testing and to prevent damage to the
coated samples by further cutting. This was followed by grinding and chamfering the edges and
corners of each sample with sandpaper. To produce adhesive coatings without failure, the surface of
stainless steel was treated and cleaned to achieve adhesive coatings with sufficient protective capability
at temperatures up to 1000 °C. Four different cleaning procedures were applied, i.e., subsequent
ultrasonic cleaning in acetone, ethanol and deionised water; sandblasting with glass beads; chemical
etching with Kroll’s reagent; and a combination of the last two methods. The description of cleaning
procedures of the steel is summarised in Table 1.

Table 1. The description of cleaning procedures.

Symbol Pretreatment of Stainless Steel
8} 3-step ultrasonic vibration cleaning in acetone, ethanol and deionised water (10 min each)
S Sandblasting with glass beads (70-110 um), ultrasonic cleaning in deionised water
K Chemical etching—KTroll’s reagent (deionised water, HNO3, HF), 20 s

S+K Sandblasting with glass beads + etching with Kroll’s reagent
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2.3. Preparation of the Coatings

A two-layer PDC coating, composed of a bond coat and a ceramic top coat, was applied. The bond
coat was prepared from the commercial polymer Durazane 2250 (Merck KGaA, Darmstadt, Germany)
by the dip-coating method (dip-coater RDC 15, Relamatic, Glattburg, Switzerland). The pyrolysis
of the bond-coat was carried out in air (Nabertherm® N41/H, Nabertherm, Lilienthal, Germany)
at a temperature of 450 °C for 1 hour, with heating and cooling rates of 3 K/min. The top coats
were prepared from the commercial polymer—Durazane 1800 (Merck KGaA, Darmstadt, Germany),
passive fillers and commercial glass. ZrO, stabilised with 8 mol. % Y,O3 (8YSZ, Inframat® Advanced
Materials™, Manchester, CT, USA), AYZ powder prepared by Pechini method and a commercial glass
(G018-281, Schott AG, Mainz, Germany) were used as passive fillers. The basic properties of the filler
materials are listed in the Table 2.

Table 2. Basic properties of filler materials.

Passive Fillers d50 (um) p (g/cm3) CTE (10-%/K)
8YSZ 0.5 6.1 11.5
AYZ 1-10 4.6 8.6

G018-281 0.5-5 2.7 12.1

Commercially available glass was selected to form a viscous melt at the application temperature
of the layers, thereby ensuring the healing of any defects and strengthening of the ceramic top layer.
The combination of a liquid commercial polymer Durazane 1800 with glass frits and passive filler
particles offers the possibility of designing a large range of compositions. Therefore, the composition
of the top layer was designed to match the coefficient of thermal expansion (CTE) of the steel substrate
and to reduce the CTE mismatch and increase the compatibility of the metal with the ceramic coating.
The CTE of stainless steel was provided by the manufacturer (11.5 x 107%/K). The CTE of the prepared
coatings were estimated by the rule of mixtures using the CTE of Durazane 1800 (3.0 x 107%/K), 8YSZ
(11.5 x 107/K), AYZ (8.6 x 107%/K) and glass G018-281 (12.1 x 107/K). Two compositions of top coat
were tested, in the following text denoted as C2c and D2-PP. The prepared compositions are listed in
Table 3.

Table 3. Compositions of the composite top coats after pyrolysis (vol. %).

Sample Name  Durazane 1800 8YSZ AYZ G018-281 CTE (107%/K)
C2c 30 35 - 35 10.1
D2-PP 25 20 20 35 9.6

In the case of the composition C2c, ZrO,; stabilised with 8 mol. % Y,O3 and glass frits were
homogenised in a solution of di-n-butyl ether (Acros Organics BVBA, Geel, Belgium) and dispersant
(DISPERBYK 2070, BYK-Chemie GmbH, Wesel, Germany). To break up the agglomerates, the
suspensions were dispersed in the ultrasound and homogenised for 48 h by stirring with a magnetic
stirrer. Subsequently, Durazane 1800 polymer, with 3 wt. % of dicumyl peroxide (DCP) (Sigma-Aldrich
Co. LLC., Darmstadt, Germany), was added to the slurry, which was homogenised for an additional
48 hours in a plastic jar with ZrO, balls (J1 mm). After homogenisation, the suspension was applied
to the stainless steel with a bond coat by a spray-coating technique from both sides. The suspension
was deposited onto steel substrates by spray coating using a spray coater model 7805-5S (Nordson
EFD, East Providence, RI, USA). The nozzle diameter of spray gun was 0.71 mm (0.028”). The final
suspension was sprayed under the air pressure of 2.2 bar. The distance between the spray gun and
the sample was 10 cm. In the composition D2-PP, the AYZ powder prepared by the modified Pechini
sol-gel method was used as an additional passive filler. The coated samples were then pyrolysed in air
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at 850 °C for 1 hour, at a heating and cooling rate of 3 °C/min. A flowchart of the coating processing is
presented in Figure 2.

\
( STAINLESS STEEL
PASSIVE FILLERS
YSZ, AYZ, GLASS |
) (CUTTING, CLEANINCJ
| |
( ) DIP COATING WITH
HOMOGENISATION DURAZANE 2250
ETHER + DISPERSANT . ]
) 48 h ) PYROLYSIS, 450 °C/1 h]
DURAZANE 1800
+ 3 wt. 0/o DCP
(HOMOGENISATION

( SPRAY COATING ]

(PYROLYSIS, 850 °C/1 h]

Figure 2. The flowchart of the coatings preparation process.
2.4. Characterisation Methods

X-ray powder diffraction analysis was used to assign the phase composition of the prepared
AYZ powder. Diffraction records were measured on an Empyrean DY1098 powder diffractometer
(Panalytical, B.V., Almelo, The Netherlands) with a Cu anode and with X-ray wavelength of A =
1.5405 A over 20 angles of 10-80°. Diffraction records were then evaluated using HighScore Plus (v.
3.0.4) using COD2019 (Crystallographic Open Database). Mean Roughness Depth (Rz) was measured
using atomic force microscopy (AFM, Brooker Innova, Billerica, MA, USA). Rz was calculated by
measuring the vertical distance from the highest peak to the lowest valley within five sampling lengths,
then averaging these distances. The surface morphology of pretreated samples was examined by
scanning electron microscopy (SEM, JEOL JSM 7600 E, JEOL, Tokyo, Japan). For detailed examination
of the coating/metal interface, the cross sections were prepared via mounting in resin followed by
grinding and polishing. The inspection of the coatings was then performed using an SEM equipped
with an energy-dispersive X-ray spectroscopy (EDXS) detector (Oxford instruments, Abingdon, UK)
and was focused on the evaluation of adhesion, homogeneity and possible failures of the coatings.

2.5. Oxidation Tests

The oxidation tests were carried out in a high temperature horizontal electric tube furnace (Clasic
0213T, Clasic, Praha, Czech Republic) in flowing atmosphere of synthetic air (purity 99.5, SIAD Slovakia
spol. s.r.o., Bratislava, Slovakia) at a temperature of 950 °C with a heating rate of 5 °C/min and an
exposure time of 48 h. The composition of synthetic air is as follows; nitrogen (78%), oxygen (21%),
argon (0.9%) and other gases (0.1%).
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3. Results and Discussion

3.1. Characterisation of the AYZ Filler

To achieve a homogenous precursor powder to be used as a filler in the prepared coating, the
AYZ powder was prepared via a modified Pechini method [27]. The main advantage of this method is
that the metallic ions are immobilised in a rigid polymer network, which ensures their homogeneous
dispersion on the atomic scale without precipitation or phase segregation. This process allows complete
control over the product stoichiometry, even for more complex oxide powders [27]. To facilitate the
use of the AYZ powder in the coatings, the powder was refined by milling and freeze drying to avoid
agglomeration of precursor powder and achieve the particle size below 10 um. SEM micrographs of
the AYZ powder after freeze drying are shown in Figure 3. From the as-prepared AYZ powder consists
of irregular and angular particles resulting from the crushing process, with the sizes ranging from a
few to several tens of micrometres.

Figure 3. SEM of AYZ powder.

The XRD pattern of AYZ powder after calcination is shown in Figure 4, confirming the presence
of t-ZrO,, as well as yttrium aluminium garnet (Y3Al5012, YAG) as the main crystalline phases formed
during calcination. Smaller amount of the mellilite Y, Al,Og phase was also observed after calcination.
High background in the diffraction pattern indicates the crystalline phases were embedded in an
amorphous (glassy) matrix.

¥ L0, e YALO ¢ YAG

Intensity (a. u .)

10 20 30 40 50 60 70 80
20 (deg)

Figure 4. The X-ray powder diffraction (XRD) pattern of AYZ powder after calcination at 850 °C.
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3.2. Treated Steel Surfaces

The metal surface quality is significant characteristic influencing the adhesion of the protective
coating. In the case of double-layer PDC coatings, the weakest point is usually the interface between
the bond coat and the metal substrate, due to the presence of impurities or defects on the steel
surface, which often lead to delamination of the bond coat during pyrolysis or after corrosion tests. To
ensure a high adhesion of the bond coat with the steel, the stainless steel substrate has to be cleaned
properly to degrease its surface and remove possible contaminants. The influence of different cleaning
procedures on the surface morphology was therefore examined. The Mean Roughness Depth (Rz)
was determined using AFM and the surface morphology of pretreated stainless steel samples was
examined by SEM. Figure 5 presents the Rz of variously pretreated stainless steel surfaces. The AFM
analysis confirmed that different treatment created different sizes of roughness: there is a relation
between surface topography and the type of the used cleaning procedure. The Rz was in the range
of 0.26 to 1.69 um. A roughness similar to that observed for untreated surfaces was measured after
ultrasonic cleaning, while sandblasting increased the roughness substantially. An increase of Rz was
expected to result in stronger bonding at the steel-bond coat interface.

22

20, 1,69
]

1.6-
14
1.2 0.88 l
1.0 ] :
0.8 l l
0.6 ‘

044 026
0.2 I

0.0 . , . l
U K S+K S

Figure 5. The roughness after pretreatment of stainless steel (U — ultrasonic cleaning, K — chemical

Rz/pm

etching with Kroll’s reagent, S — sandblasting, S+K — sandblasting + chemical etching with Kroll’s
reagent).

AFM images of the stainless steel cleaned by different methods are shown in Figure 6.
SEM-micrographs featuring surfaces of the stainless steel cleaned by different methods are shown in
Figure 7. Chemical etching resulted in a surface with irregular topography, with slight roughening
of the surface compared to ultrasonically cleaned substrates. More uniform and regular surfaces
were obtained by sandblasting with glass beads, or a combination of sandblasting and chemical
etching with Kroll’s reagent. These treatments resulted in rough surfaces with rounded edges, with
the average surface roughness 1.69 um for sandblasted samples. Chemical etching of sandblasted
substrates slightly decreased the average surface roughness, but the sandblasting induced roughening
was still significant.



Materials 2020, 13, 629

-772.0 nm

(um) 8

2
4 2
. 4

6
g (um)
10 o -442.0 nm |

S+K | 481.3 nm

6
8 (um)
10 10 -500.5 nm

8 of 15

Figure 6. Atomic force microscopy (AFM) images representing roughness of the stainless steel surfaces

treated by different cleaning procedures. The applied cleaning procedure is indicated by the abbreviation

in the upper left corner of each figure (U — ultrasonic cleaning, K — chemical etching with Kroll’s reagent,

S — sandblasting, S+K — sandblasting + chemical etching with Kroll’s reagent).

Figure 7. SEM micrographs of the stainless steel surfaces treated by different cleaning procedures. The

applied cleaning procedure is indicated by the abbreviation in the upper right corner of each figure (U -

ultrasonic cleaning, K — chemical etching with Kroll’s reagent, S — sandblasting, S+K - sandblasting +

chemical etching with Kroll’s reagent).
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3.3. Characterisation of the Coatings

The SEM cross-sectional micrographs of compositions C2c and D2-PP were obtained through
the metal-ceramic interface to investigate the bonding between the bond coat and variously treated
steel substrates (Figure 8 (C2c composition) and Figure 9 (D2-PP composition)). The weakest location
in a typical double layer coating is usually the interface between the stainless steel and the bond
coat, where the cracks or spallation can occur. The spallation of the bond coat is usually caused by
thermal and elastic mismatch between the steel and bond coat, due to the presence of impurities at
the steel surface, by changing the chemistry of the steel by chemical etching, or growth of stresses
followed by the formation of thermally-grown oxides, mostly due to the weak adhesion of bond coat
to steel. Irrespective of the applied surface treatment the bond coat did not delaminate from the
steel surface after pyrolysis of the coatings at 850 °C, indicating its good adhesion. An undamaged
bond coat approximately 1 um thick was observed in all cases, which acts as an effective diffusion
barrier to oxidation during pyrolysis. Only for the D2-PP coating deposited at the substrate etched
by Kroll’s reagent the bond coat peeled off from the surface. If the stainless steel was treated by
sandblasting or chemical etching or their combination, a few small cracks (marked with white circles)
were generated in the bond coat, perpendicular to the substrate surface. The crack formation was
attributed to strong adhesion of the bond coat to the metal substrate and, at the same time, by the high
volume shrinkage of the polysilazane during heat treatment. No crack formation in the bond coat
was observed on samples pretreated via ultrasonic cleaning in acetone, ethanol and deionised water.
Cracking could also occur due to uneven and rough sandblasted surface, with sharp edges and peaks
acting as stress concentrators in the coatings [24]. The pretreatment by ultrasonic cleaning in acetone,
ethanol and deionised water was found to be the most effective process, since no spallation or cracking
was observed in the cross section of the bond coat after pyrolysis. Moreover, the ultrasonically cleaned
steel surface was uniformly covered by the approximately 1 um thick bond coat.

RESIN TOP COAT RESIN TOP COAT

O'Q

STEEL BOND COAT - STEEL BOND COAT

STEEL BONDfCOAT (O B S TEEL BONDTCOAT -

Figure 8. SEM cross sections of pyrolysed C2c coatings. The applied cleaning procedure is indicated by
the abbreviation in the upper right corner of each figure (U — ultrasonic cleaning, K — chemical etching
with Kroll’s reagent, S — sandblasting, S+K - sandblasting + chemical etching with Kroll’s reagent).
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TOP COAT

BOND COAT Pl B S TEEL BONDfCOAT

TOP COAT" TOP COAT

5

w

STEEL BONDfCOAT ——

Figure 9. SEM cross sections of pyrolysed D2-PP coatings. The applied cleaning procedure is indicated by
the abbreviation in the upper right corner of each figure (U — ultrasonic cleaning, K — chemical etching
with Kroll’s reagent, S — sandblasting, S+K — sandblasting + chemical etching with Kroll’s reagent).

In addition, EDXS mapping was carried out on the cross section of D2-PP-coated steel cleaned
by ultrasonic treatment in acetone, ethanol and deionised water to demonstrate the existence of an
interface bond metal/base coat and base/top coat. EDXS element maps are shown in Figure 10. The
bond coat contains mainly Si and O, since during pyrolysis in air the Durazane 2250 was converted
to SiO,, as confirmed by SEM/EDXS measurement. The presented element maps of Si confirm the
formation of the protective bond coat at the steel surface in agreement with the literature [15]. The
bond coat enhances the bonding between the steel and the top coat, and it preserves the steel from
oxidation/corrosion [15,27]. On steel exposed to ambient environment, a natural oxide layer with
adsorbed water is always present. Because of the reactivity of Durazane 2250 with surface-bound
—OH groups, steel forms direct metal-O-Si chemical bonds with the base coat, leading to excellent
adhesion [28]. The reaction of Durazane 2250 with hydroxyl groups of the substrate surface is described
by the following simplified reaction equations [29]:

Fe-OH + =Si-NH-Si= — =Fe-O-Si= + H,N-Si= 1)

Fe-OH + H,N-Si= — =Fe-O-Si= + NH; )

and a direct chemical metal-O-5i bonds between the steel and the precursor-derived coatings are
formed. Therefore, the adhesive strength of the PDC coatings to the metal surface is very strong. In the
case of sandblasting, we assume that it was the surface roughness of the steel that caused the coating
delamination, as sandblasting should not affect the concentration of hydroxyl groups present at the
steel surface. However, strong adhesion due to formation of the metal-O-5i bonds causes immobility
of the coating during pyrolysis, which does not allow the coating to adjust to volume shrinkage of
the steel substrate. Moreover, the sharp borders and peaks of the substrate initiate the formation
of cracks perpendicular to the substrate surface. The corrosion/oxidation medium is thus able to
penetrate through the cracks to the metal surface causing coating delamination. No crack formation
in the bond coat was observed in samples pretreated via ultrasonic cleaning. In the case of chemical
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etching, we assume that this treatment negatively influenced the adhesion of the bond coat because the
concentration of hydroxyl groups on steel surface was significantly affected by etching.

5.2 at. %

57.5 at. %

Figure 10. SEM/energy-dispersive X-ray spectroscopy (EDX) of D2-PP coatings documenting
distribution of elements in the coating and in substrate.

The main elements of stainless steel Fe and Cr were detected below the protective bond coat. The
main component of the bond was Si. The top coat consisted of Zr, Al, Y (from AYZ powder) and Ba
(from commercial glass).

The top coat layers of both studied compositions—C2c (Figure 8) and D2-PP (Figure 9)—were
almost dense, containing only small closed pores present predominantly at the boundaries between the
filler particles and the matrix. The filler particles were well coated with the Durazane 1800 precursor,
which builds up the matrix, and acts also as an adhesive between the particles. In the case of the
C2c coating, all pores were almost spherical. This indicates that the closed pores could result from
bubble formation due to the release of dissolved gases, as well as the expansion of insoluble gases
(e.g., oxygen or air) entrapped in the initial pores. The pores could result also from the release of gases
such as NH3, CHy, and H; generated during the polymer to ceramic transformation [15]. Note that
pore formation cannot be completely avoided when passive fillers are used in the processing of PDC
coatings, and some residual porosity usually remains in the final ceramic top coats. Existing pores
provide a transportation path for gaseous products of decomposition escaping the coating. In the
case of the D2-PP coating, the addition of the AYZ powder with irregular and angular particles have
helped to create a rigid and articulate structure. This structure allowed outgassing of the preceramic
polymer pyrolysis products from the system thereby effectively reducing the size and amount of pores.
The elimination of larger pores, and thus an increased density, led to a significantly more compact
coating in comparison to the C2¢c composition pyrolysed under the same conditions. Although the
top layers were not completely dense, microstructure with residual porosity was beneficial for the
thermal stability of coatings, and contributed to the mitigation of residual stresses during the heating
and cooling cycles [30].

The mismatch of the CTE between the steel and the coating, together with the Young modulus,
are critical factors for the resistance of coatings exposed to high temperatures [31]. By reducing the
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non-conformance of the CTE and the elastic modulus, the tension in the coating is reduced, resulting
in a higher stability of the coatings during thermal loading. Moreover, glasses are suitable material
for sealing in PDC coatings. By decreasing both quantities (CTE mismatch and Young modulus), the
stresses in the layers can be reduced, leading to better coating thermal stability during the oxidation
tests. Coatings with both ceramic and glass fillers should then exhibit better thermal compatibility with
the steel substrate than the coatings with active and passive fillers without glass tested in our previous
work [26]. As a result, no cracks were observed in top coats, preventing penetration of oxidation agents
through the coating and attack of the steel substrate.

Static oxidation tests were performed to assess the efficiency of the selected types of steel substrate
cleaning. The aim of the oxidation tests was to determine whether the tested cleaning methods would
ensure sufficient adhesion of the bond coat to the metal substrate not only during pyrolysis, but also at
long-term operating at high temperature. The tests were performed in the atmosphere of synthetic
air at 950 °C at a heating rate of 5 °C/min, with maximum duration of 48 hours. SEM cross-sections
of C2c and D2-PP compositions after oxidation tests are shown in Figures 11 and 12, respectively.
In all cases, except for ultrasonic cleaning, spallation of the bond coat from the surface of stainless
steel was observed. Chemical etching of steel with the Kroll’s solution probably caused changes in
the microstructure and chemical composition of the steel, resulting in peeling of the coating. For
sandblasted samples, or a combination of sandblasting and etching, detachment of the bond coat
resulted from high surface roughness: as discussed above, strong adhesion of the coating on a rough
surface with sharp edges resulted in formation of cracks perpendicular to the substrate. The cracks
serve as a gateway for inward penetration of oxygen, which directly attacks the substrate, creating
a layer of oxidation products, and eventually leading the detachment of the bond coat from the
substrate. Simple cleaning by ultrasonication in acetone, ethanol and deionised water was found to be
the most effective way for achieving a sufficient bonding of the bond coat to the steel substrate after
oxidation tests.

TOP COAT

TOP COAT

Y

f . , - GAP
BOND COAT STEEL BOND COAT i

Figure 11. Cross sections of C2c coatings after oxidation tests. The applied cleaning procedure is

indicated by the abbreviation in the upper right corner of each figure (U — ultrasonic cleaning, K —
chemical etching with Kroll’s reagent, S — sandblasting, S+K — sandblasting + chemical etching with
Kroll’s reagent).
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Figure 12. Cross sections of D2-PP coatings after oxidation tests. The applied cleaning procedure is
indicated by the abbreviation in the upper right corner of each figure (U — ultrasonic cleaning, K —
chemical etching with Kroll’s reagent, S — sandblasting, S+K — sandblasting + chemical etching with
Kroll’s reagent).

Originally, numerous pores were observed across the whole cross-section of the as-prepared
PDC glass ceramic coatings. After oxidation tests, a significant increase in the porosity of the layers
accompanied by the growth of pores and a decrease of the coating thickness was observed in C2c
coating. Decrease of the layer thickness was attributed to differential sintering of individual components
(mainly glass fillers) by viscous flow, complemented by inadequate removal of gases entrapped in
the ceramic matrix. Due to the softening of the used glass fillers, the cracks in the layers gradually
heal, indicating at least partial protection of the metal substrate. After oxidation tests, the D2-PP
composition exhibited a compact structure with no increase of the size and amount pores. No cracking
or delamination from bond coat was observed.

4. Conclusions

Suitable pretreatment of steel substrate, as well as the using a Durazane 2250 bond coat, are
prerequisites for preparation of adherent composite coatings. The most effective cleaning process is
a 3-step ultrasonic cleaning in acetone, ethanol and deionised water. Small cracks in the bond coat
perpendicular to substrate were observed after pyrolysis in bond coats deposited at substrates treated
by sandblasting and chemical etching. After oxidation tests, all coatings, except for those applied to
substrates cleaned in an ultrasonic bath, delaminated or showed significant cracking of the bond coat.
Combination of PDC with tailored fillers and glass systems enable the processing of dense and crack
free coating system on stainless steel. Irregular and angular filler particles favour outgassing of the
coating during pyrolysis, reducing the total porosity in the layer, and conferring better protection of
the substrate against oxidative environment.

Author Contributions: M.P. performed cleaning procedures, prepared coatings and wrote the manuscript; LP.
prepared the precursor powder, performed cleaning procedures, prepared coatings and performed oxidation tests;

PS. performed the SEM and EDXS analysis; G.M. and D.G. conceived the study, supervised the project, gave



Materials 2020, 13, 629 14 of 15

research guidelines, and finalised the manuscript. All authors have read and agreed to the published version of
the manuscript.

Funding: Financial support of this work by the APVV 0014-15 grant and the Deutscher Akademischer
Austauschdienst (DAAD) grant scheme is gratefully acknowledged. This paper was also created in the frame of the
project Centre for Functional and Surface Functionalised Glass (CEGLASS), ITMS code 313011R453, operational
program Research and innovation, co-funded from European Regional Development Fund.

Acknowledgments: The authors would like to thank Alexander Horcher and Mateus Lenz-Leite for their help to
create the coating solution. The authors would also like to thank Jacob Andrew Peterson for grammar corrections
in the manuscript and Branislav Hruska for AFM measurement.

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

References

1. Wang, K.; Glinthner, M.; Motz, G.; Bordia, R.K. High performance environmental barrier coatings, Part II:
Active filler loaded SiOC system for superalloys. J. Eur. Ceram. Soc. 2011, 31, 3011-3020. [CrossRef]

2. Greil, P. Polymer Derived Engineering Ceramics. Adv. Eng. Mater. 2000, 2, 339-348. [CrossRef]

3. Torrey, ].D.; Bordia, R.K. Processing of polymer-derived ceramic composite coatings on steel. ]. Am. Ceram.
Soc. 2008, 91, 41-45. [CrossRef]

4. Colombo, P; Paulson, T.E.; Pantano, C.G. Synthesis of Silicon Carbide Thin Films with Polycarbosilane (PCS).
J. Am. Ceram. Soc. 2005, 40, 2333-2340. [CrossRef]

5. Lukacs, A. Polysilazane precursors to advanced ceramics. Am. Ceram. Soc. Bull. 2007, 86, 9301-9306.

6.  Seifert, M.; Travitzky, N.; Krenkel, W.; Motz, G. Multiphase ceramic composites derived by reaction of Nb
and SiCN precursor. J. Eur. Ceram. Soc. 2014, 34, 1913-1921. [CrossRef]

7. Giinthner, M.; Pscherer, M.; Kaufmann, C.; Motz, G. High emissivity coatings based on polysilazanes for
flexible Cu(In,Ga)Se2 thin-film solar cells. Sol. Energy Mater. Sol. Cells 2014, 123, 97-103. [CrossRef]

8.  Kroke, E; Li, Y,; Konetschny, C.; Lecomte, E.; Fasel, C.; Riedel, R. Silazane derived ceramics and related
materials. Mater. Sci. Eng. R Rep. 2000, 26, 97-199. [CrossRef]

9. Lenormand, P.; Caravaca, D.; Laberty-Robert, C.; Ansart, E. Thick films of YSZ electrolytes by dip-coating
process. J. Eur. Ceram. Soc. 2005, 25, 2643-2646. [CrossRef]

10. Kappa, M.; Kebianyor, A.; Scheffler, M. A two-component preceramic polymer system for structured coatings
on metals. Thin Solid Film. 2010, 519, 301-305. [CrossRef]

11.  Morlier, A.; Cros, S.; Garandet, ].P.; Alberola, N. Thin gas-barrier silica layers from perhydropolysilazane
obtained through low temperature curings: A comparative study. Thin Solid Film. 2012, 524, 62—-66. [CrossRef]

12.  Barroso, G.S.; Krenkel, W.; Motz, G. Low thermal conductivity coating system for application up to 1000 °C
by simple PDC processing with active and passive fillers. . Eur. Ceram. Soc. 2015, 35, 3339-3348. [CrossRef]

13.  Parchoviansky, M.; Barroso, G.; Petrikova, I.; Motz, G.; Galuskova, D.; Galusek, D. Polymer derived glass
ceramic layers for corrosion protection of metals. Ceram. Trans. 2016, 256, 187-200. [CrossRef]

14. Goerke, O.; Feike, E.; Heine, T.; Trampert, A.; Schubert, H. Ceramic coatings processed by spraying of
siloxane precursors (polymer-spraying). J. Eur. Ceram. Soc. 2004, 24, 2141-2147. [CrossRef]

15. Giunthner, M.; Wang, K.; Bordia, R.K.; Motz, G. Conversion behaviour and resulting mechanical properties of
polysilazane-based coatings. J. Eur. Ceram. Soc. 2012, 32, 1883-1892. [CrossRef]

16. Greil, P. Active Filler Controlled Pyrolysis of Preceramic Polymers. J. Am. Ceram. Soc. 1995, 78, 835-848.
[CrossRef]

17.  Greil, P. Near Net Shape Manufacturing of Ceramic Components. Cfi Ceram. Forum Int. 1998, 75, 15-21.
[CrossRef]

18.  Petrikova, I.; Parchoviansky, M.; Lenz-Leite, M.; Svanéarek, P; Motz, G.; Galusek, D. Passive Filler loaded
Polysilazane-Derived Glass/Ceramic coating system applied to AISI 441 stainless steel, Part 1: Processing
and Characterisation. Int. ]. Appl. Ceram. Technol. 2019. [CrossRef]

19. Bernardo, E.; Colombo, P.; Hampshire, S. SiAION-based ceramics from filled preceramic polymers. J. Am.
Ceram. Soc. 2006, 89, 3839-3842. [CrossRef]

20. Labrousse, M.; Nanot, M.; Boch, P.; Chassagneux, E. Ex-polymer SiC coatings with Al1203 particulates as
filler materials. Ceram. Int. 1993, 19, 259-267. [CrossRef]

21.  Scheffler, M.; Dernovsek, O.; Schwarze, D.; Science, M.; Science, M. Polymer / filler derived NbC composite
ceramics. J. Mater. Sci. 2003, 8, 4925-4931. [CrossRef]


http://dx.doi.org/10.1016/j.jeurceramsoc.2011.05.047
http://dx.doi.org/10.1002/1527-2648(200006)2:6&lt;339::AID-ADEM339&gt;3.0.CO;2-K
http://dx.doi.org/10.1111/j.1551-2916.2007.02019.x
http://dx.doi.org/10.1111/j.1151-2916.1997.tb03124.x
http://dx.doi.org/10.1016/j.jeurceramsoc.2014.01.036
http://dx.doi.org/10.1016/j.solmat.2014.01.027
http://dx.doi.org/10.1016/S0927-796X(00)00008-5
http://dx.doi.org/10.1016/j.jeurceramsoc.2005.03.212
http://dx.doi.org/10.1016/j.tsf.2010.08.091
http://dx.doi.org/10.1016/j.tsf.2012.09.065
http://dx.doi.org/10.1016/j.jeurceramsoc.2015.02.006
http://dx.doi.org/10.1002/9781119234593.ch19
http://dx.doi.org/10.1016/S0955-2219(03)00362-5
http://dx.doi.org/10.1016/j.jeurceramsoc.2011.09.005
http://dx.doi.org/10.1111/j.1151-2916.1995.tb08404.x
http://dx.doi.org/10.1016/S0955-2219(98)00129-0
http://dx.doi.org/10.1111/ijac.13417
http://dx.doi.org/10.1111/j.1551-2916.2006.01287.x
http://dx.doi.org/10.1016/0272-8842(93)90058-Y
http://dx.doi.org/10.1023/B:JMSC.0000004415.23316.b0

Materials 2020, 13, 629 15 of 15

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

Schiitz, A.; Gunthner, M.; Motz, G.; Greiffl, O.; Glatzel, U. Characterisation of novel precursor-derived
ceramic coatings with glass filler particles on steel substrates. Surf. Coat. Technol. 2012, 207, 319-327.
[CrossRef]

Giinthner, M.; Kraus, T.; Krenkel, W.; Motz, G.; Dierdorf, A.; Decker, D. Particle-Filled PHPS silazane-based
coatings on steel. Int. |. Appl. Ceram. Technol. 2009, 6, 373-380. [CrossRef]

Ginthner, M.; Schiitz, A.; Glatzel, U.; Wang, K.; Bordia, R.K.; Greifil, O.; Krenkel, W.; Motz, G. High
performance environmental barrier coatings, Part I: Passive filler loaded SiCN system for steel. J. Eur. Ceram.
Soc. 2011, 31, 3003-3010. [CrossRef]

Parchoviansky, M.; Petikova, I.; Barroso, G.S.; Galuskova, D.; Motz, G.; Galusek, D. Corrosion and oxidation
behavior of polymer derived ceramic coatings with passive glass fillers on AISI 441. Ceram. Silik. 2018, 62,
146-157. [CrossRef]

Pechini, M.P. Method of Preparing Lead and Alkaline Earth Titanates and Niobates and Coating Method
Using the Same to Form a Capacitor. US Patent No. 3330697, 11 July 1967.

Giinthner, M.; Kraus, T.; Dierdorf, A.; Decker, D.; Krenkel, W.; Motz, G. Advanced coatings on the basis of
Si(C)N precursors for protection of steel against oxidation. J. Eur. Ceram. Soc. 2009, 29, 2061-2068. [CrossRef]
Bauer, E; Decker, U.; Dierdorf, A.; Ernst, H.; Heller, R.; Liebe, H.; Mehnert, R. Preparation of moisture curable
polysilazane coatings: Part I. Elucidation of low temperature curing kinetics by FI-IR spectroscopy. Prog.
Org. Coat. 2005, 53, 183-190. [CrossRef]

Bahloul, D.; Pereira, M.; Goursat, P.; Yive, N.S5.C.K; Corriu, R.J.; Mixte, R.I. Preparation of silicon carbonitrides
from organosilicon polymer. I. Thermal decomposition of the cross-linked polysilazane. J. Am. Ceram. Soc.
1993, 75, 1156-1162. [CrossRef]

Padture, N.P; Gell, M.; Jordan, E.H. Thermal barrier coatings for gas-turbine engine applications. Sciernce
2002, 296, 280-284. [CrossRef]

Soliman, H.M.; Waheed, A.F. Effect of differential thermal expansion coefficient on stresses generated in
coating. J. Mater. Sci. Technol. 1999, 15, 457-462.

® © 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http://creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1016/j.surfcoat.2012.07.013
http://dx.doi.org/10.1111/j.1744-7402.2008.02346.x
http://dx.doi.org/10.1016/j.jeurceramsoc.2011.05.027
http://dx.doi.org/10.13168/cs.2018.0006
http://dx.doi.org/10.1016/j.jeurceramsoc.2008.11.013
http://dx.doi.org/10.1016/j.porgcoat.2005.02.006
http://dx.doi.org/10.1111/j.1151-2916.1993.tb03734.x
http://dx.doi.org/10.1126/science.1068609
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Preparation of the Precursor Powder 
	Pretreatment of the Stainless Steel 
	Preparation of the Coatings 
	Characterisation Methods 
	Oxidation Tests 

	Results and Discussion 
	Characterisation of the AYZ Filler 
	Treated Steel Surfaces 
	Characterisation of the Coatings 

	Conclusions 
	References

