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BuKOHAHO MOJENIOBAHHS XIMIYHHX I MEXaHIYHHX SIBHII, Ta PO3pOOJICHI y3araibHeHi BU3HAYAIbHI
CHIBBIJHOIICHHS, SKi MOXYTh OYTH BHKOPHUCTAHO JJIsI pPO3PAaxyHKIB 3alleKHHX BiJ dacy
pO3MOAiNeHh HANpPyKeHb Ta IOMKOMKYBAHOCTI TEPMOI30JsLil JIOMAaTOK Ta30BHUX TypOiH
aBianiffHux ABHTYHIB. Po3poOiieHi BH3HAYalbHI CHIBBITHOIIGHHS BIPOBAaJ)KEHO B (opmi
CTPYKTYpHHX MOJENeH I aHai3y MONIKOMKYBAHOCTI B Yaci TEPMOI30JIALIl JIOMATOK ra30BHX
TypOiH aBial[ifHUX ABHTYHIB, AJs aHANi3y MIIHOCTI Ta TPHBAJOl MIIHOCTI, i 3a0e3medeHHs
6e3mevHol poOOTH JIONATOK ra30BHX TypOiH aBialliifHUX JBUTYHIB.

BBINOIHEHO MOJCTUPOBAHNE XUMHYECKUX U MEXaHUYECKHUX SIBICHUHU, pa3paboTaHbl 0000IIECHHbIC
OTPECISAIOIINEe COOTHOUICHHUS, KOTOPbIE MOTYT OBITh MCIIOJIb30BAHO JUISI PACYETOB 3aBUCHMBIX OT
BPEMEHH paclpe/eleHNi HaNpsOKeHUH M TOBPEXKIAEMOCTH TEPMOU3OJISLIHH JIONATOK Ta30BBIX
TypOMH aBUAI[MOHHBIX JBHrateyieii. PazpaboTaHHbIC ONpEIENSIONIe COOTHOIICHUS BHEAPEHBI B
dbopMe  CTPYKTYpPHBIX MOJENel JJIsi aHajiu3a IMOBPEKAAEMOCTH BO BPEMEHH TEPMOM3OJSAIUU
JIOMATOK Ta30BbIX TYpPOWH aBHAIMOHHBIX JBUTATENeH, Ui aHAlIM3a MPOYHOCTH W JUTUTEIbHOU
MPOYHOCTH, s obecredeHus Oe30macHOW paboOThl JIOMATOK Ta30BBIX TYypOMH aBHAIMOHHBIX
JIBUTATEIICH.

Introduction. In this paper a comprehensve theoretical and computational
investigation will be carried out with the main focus directed at the understanding
of the relationships between eectron beam physical vapour deposition (EB-PVD)
parameters, characteristics of high-temperature coating systems such as multilayer
composition, interface failure, crystal structure, defect chemistry and
microstructure, and multicomponent material properties related to diffusion of
ionic species and oxidation as well as at the understanding on how these material
characteristics, oxygen chemical potential gradient, transport phenomena, swelling,
oxidation, fatigue and high temperature creep affect degradation and lifetime
reduction for thermal barrier coating systems for gas turbine blades of aircraft
engines. Furthermore, focus is put on how the EB-PVD parameters, coating
characteristics, diffusion processes, swelling, oxidation, creep deformation as well
as the creep/fatigue damage growth due to microstructuctural changes in the
materials over time may be controlled using developed constitutive modeling tool
in order to reduce degradation, improve oxidation protection, optimize coating
design and operating conditions, and extend lifetime of thermal barrier coating
systems for gas turbine blades of aircraft engines. The interdisciplinary approach
proposed in this project involves new knowledge developed in Mechanica
Engineering, Materid Science, Mathematicadl Theory of Diffusion and
Computational Mechanics.

99



The specific objectives of the present paper are:

to identify the mechanisms of chemical, therma and structural degradation
processes that affect the lifetime reduction of thermal barrier coatings
systems, including the columnar ceramic layer made by EB-PVD, the metallic
bond coat, the thermally grown oxide and the Ni-based superalloy substrate,

to incorporate mathematical theory of diffusion into analysis of oxidation and
diffusion induced stresses in the thermally grown oxide of thermal barrier
coatings system,

to develop an integrated micro-meso-macro congtitutive framework that will
then be used to calculate the time dependent and diffusion induced stress
distribution, and the creep/fatigue damage growth in thermal barrier coating
systems for gas turbine blades of aircraft engines under transient operating
conditions as a function of the EB-PVD parameters and coating properties as
well as operating conditions, and additionally to predict the lifetime of
thermal barrier coating systems working at a harsh environment and exposed
to very large oxygen chemical potential gradients at high temperatures and
under severe service loading conditions,

to establish a relation between EB-PVD parameters, coating properties,
oxidation phenomenon, swelling, high temperature creep and creep/fatigue
damage in thermal barrier coatings system, and diffusion induced stress
evolution in thermal barrier coating system under high temperature and its
degradation over time,

to enter into the congtitutive model the experimental data of the crystal
structure, composition, defect chemistry and microstructure, and material
properties related to diffusion of ionic species for thermal barrier coating
systems,

to incorporate an integrated micro-meso-macro constitutive model proposed in
this project into in-house developed software as well as into the ANSY S codes
in a form of the computer-based structural modelling tool for analyzing time
dependent and diffusion induced stress distributions in thermal barrier coating
systems for gas turbine blades of aircraft engines and its degradation over
time, for durability analysis and lifetime predictions, and for improving the
performance of thermal barrier coating systems,

to formulate practical recommendations based on the results of computational
modeling and simulation for thermal barrier coating systems on how to modify
the EB-PVD parameters and coating properties, and improve oxidation
protection and operating conditionsin order to reduce degradation of thermal
barrier coating systems for gas turbine blades of aircraft engines, and extend
itslifetime.

2. State of the art. For gtructures working at a harsh environment, coating
may be applied to protect the materia from direct exposure to the environment
(Fig. 1) [1-7]. For example, thermal barrier coating (TBC) must operate in the
most demanding high temperature environment of aircraft, because it may protect
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the materials from environmenta attacks and increase wear resistance. In this way,
the TBCs can substantially improve the application potential of rotating blades for
gas turbines of aircraft engines (Fig. 2) [8, 9]. The TBC system has very complex
structure and generally consists of several intermediate layers with spatia variance
in properties, namely the columnar ceramic layer made by electron beam physical
vapour deposition (EB-PVD), the metallic bond coat, the thermally grown oxide
(TGO), and the Ni-based single crystall superalloy substrate (Fig. 3) [10].

1200 ) )
Thermal barrier coatings

BRI >
-;_; 1000 F ﬁ\ﬁingb crystal
= materials
g ﬁ‘:‘j
5 900 "\\ Directionally solidified materials
it Conventionally cast materials

800 \Wmughl maiterials

1040 1050 1060 1070 1080 1990 2000 2010

Year

Fig. 1. Temperature improvements of gas turbine alloysin Rolls-Royce engines [1]

Fig. 2. The TBC system for gasturbine blade

Fig. 3. Cross section of a TBC coated superalloy [10]

The TBC systems, which comprise metal and ceramic multilayers (Fig. 4),
insulate turbine components from the hot gas stream and improve the durability
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and energy efficiency of aircraft engines [11-13]. The advantages of ceramics and
metals are combined in utilizing ceramic thermal barrier coated metallic substrates.
Usage of only 0.2 mm thick ceramic thermal barrier coating on the surface of gas
turbine blade made by the EB-PVD gives the possibility to reduce the surface
temperature in the order from 100 to 150°C, the specific fuel consumption of about
2 to 3 % as wel as the corresponding emission. The extremely low thermal
conductivity and good phase stability makes yttrium - stabilized zirconia (Y SZ) the
most successful ceramic top-layer, when combined with a metallic interlayer. This
metallic interlayer acts on the one hand as a bond coat and on the other hand as an
oxidation and corrosion protection barrier. This bond coat consists frequently of
MCrAlY or PtAl alloys which, under service conditions, produce a thermally
grown oxide (TGO) scale of alumina. The lifetime of TBC systems is mainly
restricted by the growth of TGO. As a meta oxidizes, oxygen diffuses through the
oxideto react at the metal-oxide interface and create more oxide.
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Fig. 4. SEM micrograph of an as-received TBC system [11]

3. Degradation featur es. Degradation of the TBC systems over time can be
investigated experimentally at the laboratory conditions under thermal cycle
loading (Fig. 5). Typica sample geometries are pins, plates, disks or turbine
blades.

First, asits known [14], high thermal stress can be a source of cracking in the
TBC system.

Second, it was experimentally established that the growth of the oxide layer
and its stability as well asthe embrittlement of the material due to incorporation of
oxygen are of major importance [15].

Third, the creep response of the TBC system under the complex stress
condition is another important issue concerning such novel multicomponent
material system [16-18]. In thisregard, it is necessary to take into account the top
coat creep, bond coat creep and Ni-based single crystall superalloy creep.
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Fig. 5. Thermal cycle loading of the TBC systems [10]

Fourth, materials in the TBC systems operating under conditions of large
oxygen chemical potential gradients combined with high temperatures for a
prolonged period of time exhibit creep deformation considered as a time-dependent
irreversible deformation process. Even in the initial stages of the creep process in
metal and ceramic multilayers, dislocations, impurity atoms and voids accumulate
at the grain boundaries to form grain boundary cavitation. For example, Fig. 6
shows the formation of the Kirkendall voids beneath the bond coat of the TBC
system after 100 h of isothermal exposure at 1150°C [19].

As microscopic cavities at the grain boundaries get larger and coalesce,
dislocations, impurity atoms and voids move out to grain boundaries, and
microcracks along the grain facets begin to be formed. Growth and coal escence of

these microcracks lead to the creep rupture in the final stage of the creep
process with formation of macrocrack with some preferential orientation, often,
direction perpendicular to the maximum principa stress. Thus, creep deformation
changes the microstructure of metal and ceramic multilayers by introducing
dislocations, impurity atoms and voids in the initial stages, microscopic cavitiesin
the following, and microcracks in the final stage of the creep process, all of them,
at the grain boundaries with some preferentia orientation. Furthermore, the
vel ocity of the growth of already existing grain boundary microscopic cavities and
microcracks, and of the nucleation of new ones essentially depends on the intensity
of creep deformation. On the other hand, creep deformation of metal and ceramic
multilayers is influenced by the growth of microscopic cavities and microcracks.
Thisinfluence begins at the primary and secondary stages of the creep process, and
can be vishble in the tertiary stage due to possible increasing of the creep strain
rate, preceding the creep rupture. The creep rupture case without increase in the
creep strain rate can be aso observed. Thus, creep deformation and material
deterioration in the TBC systems due to growth of creep damage occur paralle to
each other, and they have a reciprocal effect. Obvioudly, creep damage growth in
metal and ceramic multilayers leads to the mechanical and structural degradation
of the TBC systems over time. However, to the best of the authors' knowledge, up
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to now no investigations exist for creep damage devel opment over time in the TBC

systems for gasturbine blades of aircraft engines.

Finally, the fatigue damage development in the TBC systems over time is

important for durability analysis of gas turbine blades of aircraft engines [20].

4. Modeling of TBC system. The interdisciplinary approach proposed in this
paper includes:

- the simultaneous consideration of oxidation and oxygen bulk diffusion,
thermoelaestic deformation and swelling, as well as, high temperature creep
process and creep damage development in the TBC systems for gas turbine
blades of aircraft engines,
modelling of oxygen diffusion process in TGO with determination of the
chemical diffusion coefficient using the Fick’s second law,
constitutive modeling of thermal, diffusional and mechanical phenomena
under consideration,
structural analysis of the TBC systems for the typical laboratory sample
geometries, such as pins, plates, disks and turbine blades, using in-house
developed software as well as the ANSYS codes and congtitutive model
developed,
computational modeling and simulation, and the quantitative analysis of the
TBC systems degradation over time,
comparison of the lifetime predictions against the experimental results
obtained at the laboratory conditions under thermal cycle loading.

@ (b)
Fig. 6. The microstructures of the coatings on Ni-based aloy in the as-received
condition (a) and following 100 h of isothermal exposure at 1150°C (b) [19]

Total drainsin the TBC system are composed of an eastic part, thermal part,
diffusiona part [21] and a part due to creep [22] related to a continuum damage
parameter by Kachanov-Rabotnov-type [22] reflecting microstructural changes,
material deterioration and TBC system degradation. Constitutive model considered
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in this paper takes into account different properties of ceramic top-layer under
tension and compression (Fig. 7).
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Fig.7. Stress-strain diagram for yttrium- stabilized zirconia at 1150°C °C under
tensile and compressive loading types [17]

Theinfinitesimal creep strain tensor O, will be defined [22] as
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Here S, is the Cauchy stress tensor, f. is a critical value of the specific
dissipation energy f tha corresponds to creep rupture time, |1 and |2 are the

first and the second invariants of the stresstensor, @ isaweight coefficient, dkI

is the Kronecker delta, and the dot above the symbol denotes a derivative with
respect to time t. Material parameters m, g, A, B and C can be found using the
experimental results under uniaxial tension
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with the material constants K, K_ and K.

In order to investigate the oxygen bulk diffusion, the consideration of the
Fick’'s second law with hydrostatic pressure dependence of oxygen concentration
in TGO has been given for the purpose of oxidation analysis. Describing the
fatigue damage growth has been given using the continuum damage mechanics
model proposed in [23]. Analysis of stress distributions in the multicomponent
layers and TBC system degradation over time as well as life-prediction studies in
this paper are related to the consideration of the physically nonlinear initial/three-
dimensional boundary value problem. Therefore, in-house developed software as
well as commercial software with ANSYS codes has been used for structura
andysis, computational modeling and simulation, when the constitutive model
proposed in the present paper has been implemented into software.

Some examples of the finite element models of TBC systems under
discussion that have been considered using ANSY Sare given in Figs. 8 and 9.
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Fig. 8. Finite e ement mesh geometry for TBC model in the form of disk showing
overall geometry of the system (&) and detail view of the interface region (b) [15]
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The main feature of the kinematic model of the in-house devel oped modeling
tool for analysis of TBC systems given in Figs. 8 and 9 using the recently proposed
shear deformation theory [24, 25] compared with the classical shell theory based
on the Kirchoff-Love assumptions is that the differential equations of this refined
theory are of the tenth order while the classical theory has the eighth order. Thus,
since the separate boundary condition corresponds to each of five generaized
degrees of freedom of the normal element (three displacements and two angles of
rotation), the boundary conditions in the proposed shear deformation theory are
formulated more naturally.
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Fig. 9. Finite element model for TBC system in the form of cylinder showing
overall geometry of the system (&) and detail view of the interface region (b) [20]

Furthermore, in the case of the refined theory under discussion for a
moderately thick shell of revolution (model of adiscin Fig. 8 and acylinder in Fig.
9) subjected to an axisymmetrically and statically applied diffusional and force
loading leading to the meridional, transversal shear and torsional deformationsit is
necessary to find the 27 unknowns in the coordinate surface [24, 25]. They are the
displacements U, V and W, total angles of rotation of a rectilinear

elementy (and Y ; , angles of rotation of the normal to the coordinate surface

Jsand J; , angles of rotation due to transversal shearsg and @, , forces Ny,
N]- , Ns- , N Qsand Q , moments |\/|S, Mj , Ms’ and M.

js’ ise
components of the deformation of the coordinate surface €, q , ks, kj , W,

V\Ij 1 sand t K A vector of resolving functions can be introduced as
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and the resolving system of nonlinear differential equations of the shell theory
under discussion can be presented in the following vector form

® ® ®
Ye=[P]Y+ f 6)
where r is the distance from a point of the coordinate surface to the axis of
revolution z, | is the circumferential coordinate, S is the length of the
coordinate meridian arc, the superscript ‘T’ denotes the transposition operation,
(K)¢: d(K), r¢=cosgq, z¢=sing, and (p - q) is the angle between the
ds
normal to the coordinate surface and the axis z The system (6) is complemented
by the boundary conditions at the ends of the moderately thick shell
® ®
[G]Y =g (7)
® ®
The matrixes [P] and [G] aswell asthe freeterm vectors T and § used here
have been discussed in [24, 25].

The components € q J ,e ,€4/0f the strain tensor as well as the

angles of rotationqs,qj of the reference triad of orthonormal vectors due to its

declination at any point of a shell with coordinate V across shel thickness are

connected with corresponding parameters of the coordinate surface by the
following relations [24, 25]:

=W (s )0 2o, =We M vts syl
a, a 3 a §
ZeW:% (5i). A=y .- 2= (sj) ®

where a_=1+VKk,, 3 =1+V|ﬁ , kS and K arethe principal curvatures of the
coordinate surface, the symbol (s,j )implies that the new equation follows from
the equation under consideration by the cyclic substitution of the subscripts s and
] .
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It was established for the TBC systems good correation of the numerica
results obtained using in-house developed software with the analogous results
based on the ANSY S codes .

Theresearch described in this paper was funded by the German Aerospace
Center, Germany. The first author would like to thank Dr. Lapin Alexander
Sergeevich for help, useful advices and support.

References: 1. Stoever D., Funke C. Directions of the development of thermal barrier coatings in energy
applications. J of Materials Processng Technology, 1999, 92-93: 195-202. 2. Novak S., Kalin M., Kosma¢ T.
Chemical aspects of wear of alumina ceramics. Wear, 2001, 250: 318-321. 3. Sh G. C., Tu S. T. Why, where
and when it becomes necessary to consider chemical reaction effect in mechanics. ShG C, TuST, Wang Z D,
eds Structural Integrity and Materials Ageing. Shanghai: ECUST Press, 2003, 1-18. 4. Krnel K., Kosmac T.
Reactivity of aluminum nitride powder in aqueous slicon nitride and silicon carbide durries. J. Am. Ceram.
Soc., 2002, 85: 484-486. 5. Erdogan F. Fracture mechanics of functionally graded materials. Compos Eng,
1995, 5(7): 753-750. 6. Noda N, Jin Z. H. Thermal stress intendty factors for a crack in a srip of a
functionally graded material. Int J Solids Struct, 1993, 30: 1039-1056. 7. Zhang X. C., Xu B. S,, Wang H. D., et
al. Modeling of thermal residual stressesin multilayer coatings with graded properties and compositions. Thin
Solid Films, 2006, 497: 223-231. 8. Chang, G. C., Phucharoen, W,, and Miller R. A., 1987, ‘‘Behavior of
Thermal Barrier Coatings for Advanced Gas Turbine Blades’’ Surf. Coat. Technol., 30, pp. 13-28. 9.
Fritscherl. K., Schulzl U. and Leyens C., 2007, Lifetime-determining spalling mechanisms of NiCoCrAIRE /
EB-PVD zirconia TBC systems, Mat.-wiss. u. Werkstofftech., 38, pp. 734-746. 10. Rosler J., Biker M. and
Volgmann M., 2001, Stress state and failure mechanisms of thermal barrier coatings: role of creep in thermally
grown oxide, Acta Materialia, 49, pp. 3659-3670. 11. Caliez M., Chaboche J.-L., Feyel F. and Kruch S,, 2003,
Numerical smulation of EBPVD thermal barrier coatings spallation, Acta Materialia, 51, pp. 1133-1141. 12.
Evans A G, Mumm D R, Hutchinson J W, et a. Mechanisms controlling the durability of thermal barrier
coatings. Prog Mater Sci, 2001, 46: 505-553. 13. De Masi, J. T., Sheffler K. D. and Ortiz, M., 1989, *‘ Thermal
Barrier Coating Life Prediction Model Development,”” NASA CR 182230, Glenn Research Center, Cleveland,
OH. 14. Cheng J., Jordan E. H., Barber B., and Gell M., 1998, ‘* Thermal/Residual Stressin a Thermal Barrier
Coating System,’”’ Acta Materialia, 46, pp. 5839-5850. 15. Freborg , A.M., Ferguson, B.L., Brindley, W.J. and
Petrus, G.J., 1998, Modeling oxidation induced stresses in thermal barrier coatings, Materials Science and
Engineering, A245, pp. 182-190. 16. Williamson R. L., Rabin B. H., Byerly G. E. FEM study of the effects of
interlayersand creep in reducing resdual stressesand strainsin ceramic-metal joints. Compos Eng, 1995, 5(7):
851-863. 17. Chen J J, Tu ST, Liu M S, et d. Creep crack behavior in functionally graded coating. Sh G C,
Kermanidis T B, Pantelakis S G, eds. Multiscaling in Applied Science and Emerging Technology.Patras:
University of Patras, 2004, 113-119. 18. Xie W.,, Walker K.P., Jordan E.H. and Gell M., 2003, Implementation
of aViscoplagic Model for a Plasma Sprayed Ceramic Thermal Barrier Coating, Transactions of the ASME.
Journal of Engineering Materials and Technology, 125, pp. 200-207. 19. Wu R.T. and Reed R.C., 2008, On
the compatibility of sngle crystal superalloys with a thermal barrier coating system, Acta Materialia, 56, pp.
313-323. 20. Bartschl M., Baufeld B., Heinzelmann M., Karlsson A.M., Dalkilic S. and Chernova, L., 2007,
Multiaxial thermo-mechanical fatigue on material systems for gas turbines, Mat.-wiss. u. Werkstofftech., 38,
pp.712-719. 21. Zolochevsky A., Kithhorn A. Congitutive and numerical modeling of chemical and
mechanical phenomena in solid oxide fuel cells and oxygen permeable membranes. Bulletin of National
Technical Universty “Kharkov Polytechnic Ingtitute”, 2007, No. 23, pp. 128-138. 22. Zolochevsky A.,
Galishin A., Sklepus S,, Voyiadjis G.Z., 2007, Analysis of creep deformation and creep damage in thin-walled
branched shells from materials with different behavior in tension and compression. Int. J. Solids Structures,
44, pp. 5075-5100. 23. Zolochevsky A., Itoh T and. Obataya Y. A continuum damage mechanics model for
multiaxial low cycle fatigue failure. Journal of the Mechanical Behavior of Materials, 2001, Vol.12, No.1,
pp.1-19.24. Zolochevsky A., Galishin A., Kithhorn A., Springmann M. Transversal shear effect in moderately
thick shells from materials with characteristics dependent on the kind of stress state under creep-damage
conditions: Theoretical framework. Technische Mechanik, 2009, Vol. 29, No.1, pp.38-47. 25. Galishin A,
Zolochevsky A., Kiihhorn A., Springmann M. Transversal shear effect in moderately thick shells from
materials with characteristics dependent on the kind of stress state under creep-damage conditions: Numerical
modelling. Technische Mechanik, 2009, Voal. 29, No.1, pp.48-59.

THocmynuna 6 peoxoaneeuio 30.09.10

109



