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Abstract

The service life of industrial components is limited predominantlychgmical
corrosion, mechanical failure or mechanical wear. In the aluminium high pressure die
casting industry, liquid aluminium is extremely reactive with the constituents of H13
die steel and has a tendency to form intermetallic layers. This chemical interaction
results in sticking of molten metal to the die surface which produces defective
castings and also damagbe die surface. The use of thermal spray coatings provides
protection to the surfaces operating in severe environments. An HVOF thermally
sprayed coating has the advantage of having excellent bond strength and very low
porosity levels (<1%). This research work is concerned with producing and
evaluating the performaaaf titanium/alumina based composite coatings to improve
the service life of tool steel (H13) used for dies in aluminium high pressure die casting

and dummy blocks used in Al extrusion.

In this research work, the powder feedstocks for making the compositie@gs were
produced by high energy mechanical milling of a mixture of Al and, pi@vders in

two different molar ratios followed by a thermal reaction process. The feedstock
powder was then thermally speay using a high velocity oxygefuel (HVOF)
technique on H13 steel substrates to produce Ti(Al,QAIand TiAl/Al ;O3
composite coatings. The performance of the coatings was assessed in terms of Al
soldering, liquid metal corrosion resistance, thermal shock resistance and wear

resistance.

In an immer®n test, the coated specimens were dipped into molten Al at a
temperature of 70& 10 °C for different intervals of time. The performance of the
coatings was tested in terms of liquid metal corrosion resistance and propensity to Al
soldering. The dissoliin behaviour of the coatings was evaluated by measuring
weight loss after dipping the samples in to molten aluminium. The immersion test
results showed that the coated samples have relatively few locations where aluminium
soldering(reactive/chemicalbcaurred, however, an H13 steel surface showed more
tendency foraluminiumsoldering. It was found that composite coatings changed the

molten Al attackon H13 toolsteelfrom a generalized to a localized one. No reaction
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between molten aluminium and a Ti(Al,O)48k composite coating was identified.

The TiAl/Al,O3; composite coating was found to be attacked by molten aluminium as
a result of a reaction between the coating and molten aluminium. The metallic phase
TiAl in the composite coating is believed to be atetky the molten Al A

Ti(Al, O)/Al,O3 composite coating was found to be a better protective coating than the

TiAl/Al ;03 composite coating due its stability against molten aluminium attack.

The thermal shock behaviour of the composite coatings was investiday
subjecting the coated coupons to a number of cycles, each cycle consisting of a
holding time of 30 seconds in molten aluminium at 20 °C followed by
guenching into water. The surfaces of the coupons were examined for Al soldering
and an evaluain of surface spallation. Any cracks found in the coatings were studied
to explain their thermal shock behavioArTi(Al,O)Al,O3; composite coating on H13

tool steelproduced from a fine feedstotlas better thermahock resistance than the
Ti(AlIL,OYAI,O3 TiAl/Al,O; composite coatirg produced from the agglomerated
feedstocks.

The study also describes and compares the tribological properties such as friction and
sliding wear rate of the composite coatings both at room and high temperature
(700°C) underdry and lubricating conditions. The wear resistance of the coatings
was investigated by a tribometer using a spherical ended alumina, flat ended high
speed steel and spherical ended hardened steel pins as counter bodies. The
experimental results show th#te compoie coatings look promisindgor high
temperature applications due to their low wear rate at high temperature. However
room temperature applications of the composite coatings can be improved under
lubricated conditions.

Suaessful trials of a Ti(RO)/Al,O3; composite coated dummy block revealed that the

coating has potential as an industrial coating
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Chapter 1

Introduction

1.1. General background

For over a decade, there has been a lot of interest in metal matrix composites

( MMCO6s) , I ntermetallic matri X composite:
composites (I PCbs) as p cappkcatibns avhere maod er i a |
corrosion and wear resistance are requjed?]. More recenly, researcthas more

focused oni nt er penetrati ng sp lagdyedueciother arsqgue es  (
morphology and improved properties. Témmpositesusually consisbf two or more

phases whichare continuous and interpenetrating within the microstructure. In
interpenetrating phase composites (IPCs) a continuous matrix phase is interpenetrated

by a continuous reinforced phase. The attractive properties of each umntstitus

contribute towards overall improved performance of the composite [20B}posites

of this type are difficult to process using the traditionally employed powder
metallurgical routes. hsitu processing enables production of a wide range of
thermodynamically compatible interpenetrating phase composites, e.g. composites
using the Al/TiQ system have received significant attention [2, 4,TBre is great

interestin extending the performance of Ti alloys, particularly Ti based intermetallics

due b the limited high temperature application of Ti base allapst¢ about 600 °¢

which is farbelow the service temperature of 11D for nicketbased supatioys.
ConsequentlyTi-based intermetallic compounds such agAliTiAl, and TiAlz are

actively under developmerior their elevated temperature properies low density

as a potential material to replace nickaked superalloyi$-8]. The applications of

the titanium aluminides are however limited byithmoor low temperature ductility

and taughnesd7, 8]. This has ld to the development of a novel powder metallurgy
technique for the low cost manufaghg of aluminaaluminide alloys [9] The

process involves the reduction of Li@ith Al in an inert atmosphere to form a dense,

interpenetratig composite of metal matrix and.8k. The advantage of intermetallics
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containing AbOs in the form of composites witthe interpenetrating networks that

the Al,O3 constituent contributetowards good thermal stability, high hardness, good
corrosion rsistance and wear resistance whereas the intermetallic phase improves the
mechanical propertiegspecially the toughness by allowing plastic deformaf&n
Because of the high hardness of the titanium alloy intermetallics and composites, their

applicaton as wear resistant coating materials is appropriate.
1.2. The importance of this study

In recent years the has been significamterest in developing cost effective powder
metallurgical processes for titanium alloys. Work on the production and
characterisgon of titanium based powder allogsid composite powdetsing Al and

TiO, powders as raw materials is well established at the University of Watkado
in-situ fabrication processes for titanium aluminalemina composite powders
(TizAI(O)/Al ,03, Ti(Al,O)AI,03, TiAI(O)/Al ,03) have been developed [10, 11]. The
next stage in the research effort is the development of cost effective products deriving

from the technology developed so far.

Previous research [10, 11, 12] hasshown that the bulk maiat formed composite
powders has enhanced oxidation and scale spallation resistance up to 800 °C.
However due to the brittle nature of ée composite material their application in

the bulk form is limited It has been demonstrat¢d] that an insitu composite
system, T4AI(O)/Al,O;3, is easy to manufacture with cheap raw materials. When it is
applied to Ti sheet by thermal spraying, this coating also decreases the oxidation rate
of Ti at temperatures up to 80W. The oxidation kinetics ofTi(Al,O)/Al ;Os,

TiAl/Al ;03 were reported by Zhand.4] at 700 °C for 400 hours in air on a pure
titanium substrate. The results of this study showed that the oxide scale that formed on
top of the coating was very well bonded to the coating, providing enhanced iprotect

to the base material from further oxidation. Liad§][studied the reaction kinetics of
Ti(Al,O)/Al ,03, TiAI/Al ;03 and TgAl/ Al ;03 coatings at 800 °C and reported that for

all these coatings the oxidation kinetics essentially followed a parabolic law
indicating protective oxidation. The Ti(Al,O)/AD; coating showed the lowest mass
gain while the T4Al/Al ;05 coating showed the highest mass gain, with oxidation
products at 800 °C in these coatings reported to be 8n@ ALOs.
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The promising resultsfali based composite coatings for high temperature oxidation
resistance, initiated an extension of the work on these coatings to investigate their
performance against attack by molten aluminium and their possible application as a
coating on aluminium die asting dies and dummy blocks used in aluminium

extrusion.

An initial investigation[16] on the performancef coatings from Ti(Al,O)Al,Os
composite powdeusing thermal sprayingevealed that coatings showed fairly good
performance in the preliminary thmeal shock resistancestis and did not display any
wetting tendency to molten aluminiurihermal spraying is attractiveamongall other
deposition processes because of the simplicity of application, versatilitheof
materialssprayed high deposition eitiency, cst effectiveness and high wear or
corrosion resistancproperties Among the other thermal spray processes HVOF is
distinctive due to the combination of high particles velocity and relatively low gas
temperature and thus a@voids substrate ovéreating The lower temperature of the
high velocity oxygen fuel (HVOF) has an advantage of producing coatings similar to
the original composition of their starting feedstock powders.

The search for suitable materials that eliminate or minimise moltenadkaagainst

tool steel is important in Al processing industries. To address this issue the contact
angle between the die steel and molten Al should be large. In other words die
materials should have poor wetability with molten aluminilviost oxides, cardes

and nitridesused to coat tool steel disatisfy this requirement but they also have a

large difference in coefficient of thermal expansion from tool steel

In this work we chee composite coatings made from feedstock posvdd
composition Ti(Al,0)Al,O3 and TiAI(O)/Al,Os. A major consideratiom this choice
was low cost, ease of manufacturing and unique microstruclimemical reactions
between Al and Ti@involve reduction of Ti@ by Al in an inert atmosphere and
formation of titaniumaluminide/dumina interpenetrating compositeghe solid state
reactions produced during the heating of mechanically milled Ay p@vders have
been reported by Ying et.§/l]. In these composite materials the ceramic phagé;Al
has high temperature stability aitds not wetted by molten aluminium below 1000
°C [17, 18] and no reaction has been observed at alu@urainium interfaces
between 750C-1100 °CJ[18], while the titanium phase acts as a binder and provides
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good adhesion to the substrate. It also acsctommodate the difference in thermal
expansion betweethe tool steel and alumina. The titanium is also more inert to
molten aluminium than irofil9] andis very corrosion resistant in molten aluminium,

compared with steels and nickese alloy$20, 21].
1.3. Problem statement

In high pressure die castinipe die and cores operate undevere conditions dfigh
pressureandrapid temperature dictuations and face erosion and corrodiam the

fast moving molten aluminium. Underetfe conditions, molteruaminium reactswith

H13 tool steebnd develops a weld, a condition is often referred to as soldering in the
high pressure die casting industr2]2A similar problem can also occur on dummy
blocks used for aluminium extrusiohis not only makes the st@ing ejection
difficult but also affects the quality of the castings. It déssak to machine downtime

and requiregrequent die surface polishingesides soldering and corrosion, erosion
and thermal cracking are important modes of die failur@. [Die failure is a

significant issue for the die casting indudtty 24].
1.4. Hypothesis, aim and objective of this study

The hypothesis to be investigated was that titanium based composite
powdergcoatingsare suitable materials for improving thesistance agast molten
aluminium attaclof metal dies and dummy blogkised in the aluminium casting and

extrusion industry respectively.
1.4.1. Theoretical basis

Die life can be improvedby applying an appropriate coating which acts as a physical
barrier against soldering@he requirements for die coatings are good wear resistance,
good substrate adhesion, good thermal shock resistance, adegctate toughness

and poor wetbility for molten aluminium to prevent soldering.

Continuous research work otie steed and surfae treatment/coatirgghas been
conducted over the past 20 yed?5]. In the associatediterature physical vapour
deposition (PVD), thermoeactive diffusion (TRD) and chemical vapour deposition
(CVD) coating techniques are reported to have the poteatakent solderin{6].
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Both Chemical Vapour Deposition (CVD) and thermactive diffusion (TRD)
require process temperatures far above the tempering temperature of the tools.
Therefore, changes in microstructure and dimensions cannot be avoided &nd thu
involve the postoating heatreatment of the steel substrate due to the high process
temperature. Moreover it cannot be ensured that the specified shape and disnension
can be maintained. These techniques cannot beasgeamising coating methods in
aluminium die casting, especially concerning large and geometrically complex steel
moulds and require pesbating heatreatment of the steel substrate due to the high

process temperature.

The PVD coating process has been successful in a wider range stfateg and
applications. This success is largely due to its lower process temperatud€® (33)
and average coating thicknesses-&f 2m. No heat treatment after coating is required
due to low process temperature. PVD and CVD coatings are commaoriy kasothin
films when their thickness is less thanrid. The thin coatings usually fail as a result

of excessively high chemical or mechanical loading, or a combination of both.

Thermal spray coatingrocessg differ from the other coating methods intttieey are

not atomistic processes which individual ions or atoms attach to a surface. Instead,
liquid droplets, or liquid and solid particles deposit onto a surface. Therowesses
have higher coating depositioates compared to other physical vapdeposition or
chemical vapour deposition coating processes. Thermal spray coatimgsnly
enhance the performamoof the materials but alspreservethe attributes of the
substrate. Another big advantage of thermal spcpis theability to recoat waon or
damagéd coatings without changing part properties or dimensions Thermal spraying is
an effective and low cost method to apply thick coatings to chémgeurface

properties of the component.

Over the past decadbigh velocity thermal sprayingas leen successfully used to
produce dense metal and cernmetustrial quality coatings with strong adhesion and
minimal decompositionHigh velocity oxygerfuel (HVOF) and high velocity air fuel
(HVAF) processes typically have some of the highest particlecitels at relatively

low gas temperature. The high particle velocities result in high impact energies, thus
ensuing excellent bond strength @0 MPa) and very low porosity levels (< 1%) of

the coating$27]. Typical thicknesses are in the range-BOO um.




Study of Ti based cquuosite coatings for resistance against molten Al soldering on H13 tool steel

The research described in this thesis aims to aclieeenprehensive understanding
of thermally sprayed composit coatings produced by Ti(Al,&¥,0; and
TiAI(O)/ Al,O3 composite powders and their resistancentidten Al attack.

1.4.2. Research objectives

(@) To evaluate the constitution and microstructure of composite powders and the

coatings made using these powders

(b) To study the effect of powder composition the resistance of the coatings

against molten aluminium attack/soldering.

(c) To carry out themal shock resistance tests to assess the integrity of coatings

under severe operating conditions.

(d) To evaluate the hardness, friction and wear properties of the coatings at room

and high temperature.
1.5. The scope of this study

In this work, feed®ck commsite powders Ti(Al,OfI,05; and TiAl(O)/Al O3 were
produced by high energy milling of mixtures of Al and Tigwderdollowed by an

in-situ combustion reaction. The combustion reacted powders wenetliermally
sprayed using the higkelocity oxygen fue(HVOF) method on a hedteated H13

tool steel substrate. The performance of theioga wasassessed in term of soldering
tendency corrosion resistancavith molten aluminium after dippingnto molten
aluminium at a temperatud 700+ 10 °C. The fricion and wear properties of the
composite coating were assessed for their possible applications at high and room

tem peratu re.
1.6. Thesis outline

The thesis contains eigbbhaptersChapter one is a general introducti@hapter two

is a literature review whicliliscusses previous work on the topics of solid state
reactions, high energy milling, combustion reactions, die casting, soldering and its
prevention by using surface coatings. The chapter has a special focus on the study of

various coatings and techniquesed for soldering prevention in Al die casting dies.




Chapter one: Introduction

There is an overview about thermal spraying processes. Chapter three describes the
experimental methodologies and materials used in this research work hdgiee

four to seven present and disculs experimental results. Chapter four covers the
processing and characterisation of the composite powders produced for thermal
spraying, chapter five describes thecrostructure/characterisation tife thermally
sprayedcompositecoatings producedusing a high velocity oxygen fuel (HV®)
spraying technique. Chapter six describes the performance evalusitigche
composite coating®n an H13 tool steel substrate againgtlten Al attack. The
industrial trials of a coated dummy block used in Al extrusioral@ included in this
chapterChapter seven presents anccdsses the results of tribologicakasurements

such adriction and sliding wear afhe composite coating&hapter eight includes the

conclusions and recommendations for future work.




Study of Ti based cquuosite coatings for resistance against molten Al soldering on H13 tool steel

1.7.

References

Gabbitas, B., A. Salman, D.L. Zhang, and P. G@aview of research work on
Ti-based composite coatingfternational Journal of Modern Physics B,
2009.23(6-7): p. 17071712.

Horvitz, D., I. Gotman, E.Y. Gutmanas, and N. Clauskesitu procasing of
dense AIOs-Ti aluminide interpenetrating phase compositésurnal of the
European Ceramic Society, 20@2(6): p. 947954.

Zhang, X., C. Hong, J. Han, and H. Zhaijcrostructure and mechanical
properties of TiB/(Cu, Ni) interpenetrating pase compositesScripta
Materialia, 200655(6): p. 565568.

Ying, D.Y., D.L. Zhang, and M. Newby5olid-state reactions during heating
mechanically milled Al/Ti@composite powderdvetallurgical and Materials
Transactions A, 2008%(7): p. 21152125

Feng, C.F. and L. Froyerkormation of ATi and AbOz; from an AITIO,
system for preparing #situ aluminium matrix compositeSomposites Part A:
Applied Science and Manufacturing, 208Q(4): p. 385390.

Li, ZW., W. Gao, D.Y. Ying, and D.L. Zing,Improved oxidation resistance
of Ti with a thermal sprayed FAl(O)-Al,O; composite coatingScripta
Materialia, 200348(12): p. 16491653.

Froes FH, C. Suryanarayana, and and D.J. Eligg#hesis,properties and
applications of titanium alumides. Journal of Materials Science, 1992.
27(19): p. 51135140.

Sauthoff, G.]ntermetallics 1995, Germany: Weinheim: VCH.

Claussen, N., D.E. Garcia, and R. Jans$&mgction sintering of alumina
aluminide alloys (3A)Journal of Materials Research996.11(11): p. 2884
2888.




Chapter one: Introduction

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

Zhang, D.L. and M. Newbyrtitanium alloy based dispersiestrengthened
composites2001: US6264917.

Zhang, D.L., Z.H. Cai, and G. AdanThe mechanical milling of Al/TKO
composite powdersOM, 200456(2): p. 5356.

Li, ZW., W. Gao, J. Liang, and D.L. Zhan@xidation behaviour of SiC and
TiC particulate reinforced T4Al intermetallicmatrix compositesinternational
Journal of Modern Physid3, 2003.17(8/9): p. 17761777.

Li. Z. W., W. Gao, D.Y. Ying, and D.L.Zhang,Oxidation behaviour of FAI-
TiC compositesMaterials Letters, 200%7(13-14): p. 19761976.

Zhang, D., Titanium based materials technology (NERF Report) in
UOWX990920012002.

Liang, J.,Application of Titanium based composite powdarprioducing high

performance coatingsnternal Report, The University of Auckland19®.

Zheng, L.,The characterisation of titanium alloy composite powder coatings
produced by thermal sprayinylE thesis 2005, The University of Waikato:
Hamilton. p.54.

Yeomans, J.AStudies of ceramielgquid metal reaction interfacedournal of
Materials Science, 199@5%5): p. 23122320.

Sangghaleh, A. and M. HalaliAn investigation on the wetting of
polycrystalline alumina by aluminiumJournal of Magrial Processing
Technology, 2008197(1-3): p. 156160.

Yan, M. and Z. FanReview: Durability of materials in molten aluminium

alloys.Journal of Materials Science, 20@& p. 285295.

Batchelor, A.W., N.P. Hung, and T.K. Le®¥/ear of metal stiing rods in
molten aluminium and suspensions of aluminina particles in molten

aluminium.Tribology International, 199&9%(1): p. 4150.




Study of Ti based cquuosite coatings for resistance against molten Al soldering on H13 tool steel

21.  Mihelich, J. and R.F. DeckeApparatus for processingcorrosion molten
metals 1998: US.

22.  Yu, M., R. Shivpurj and R.A. RappEffects of molten aluminium on H13 dies
and coatingsJournal of Materials Engineering and Performance, 1822):
p. 175181.

23.  Shivpuri, R., Y.L. Chu, K. Venkatesan, J.R. Conrad, K. Sridharan, M.
Shamim, and R.P. Fetherstodr) evalation of metallic coatings for erosive
wear resistance in die casting applicatioMgear, 19961921-2): p. 4955.

24.  Salman, A., B. Gabbitas, P. Cao, D.L. Zhang, and S. Raynovotm of the
11thWorld conference offitanium 2007. Kyoto, Japan, p86-692.

25. Chou, Y.L., P. Cheng, and R. Shivpusitudy of erosive wear in die casting
dies: surface treatments and coatings Proc. of thel7th Internationd Die
Casting Congessand Expaition. 1993. Cleveland: T9873.

26.  Chellapilla, S., R.A. Shiwrri, and S. Balasubramaniam. Tnansaction of the
17th International Die Casting Congress 1997.Minneapolis. NADCAT97-
T101.

27. Pawlowski, L.,The Science and Engineering of thermal spray coati2g88,
UK: Willey.

10



Chapter 2

Literature Review

Metalceramic composites (cermets) are regarded as a class of advanced engineering
materials with low density, excellent oxidation and corrosion resistance, adequate

creep resistance at high temperature, good wear resistahbégh hardness [1].

In order to further improve the performance of metlamics composites, more
recent research has moved away from traditional composite materials with discrete
dispersed addition (fibres, whiskers, particles) to interpenetratinge pltanposites

where the second phase exists in larger quantitieq. [Zhe new class of metal
ceramic composites was proposed more than a decade ago [5] and termed as
6l nterpenetrating phase compositesdéd (I PC:
have aunique microstructure in which both the metal and ceramics phases are
continuous and form a three dimensional interconnected network throughout the
structure [5, 6]. This improved structure plays an important role in improving the
overall performance angroperties of a traditional ceramic. The continuous ceramic
phase has the potential to provide higher strength, improved high temperature
properties, good wear resistance and thermal stability over traditional ceramics with
discrete particles and fibre ndorcements [7].In the literature Al/A}JOs [4, 8],

Ti/Al ,05, Ti/SIiC, Cu/TiB, [6], AlITIC/AlI 05 [9] and TEAI/AI ;03 [10], NiAl/Al ;O3

Ni3zAl /Al,03[11] are described as commonly used interpenetrating phase composites.

Traditional techniques such as sliptaag, infiltration or thermal processing used for
producing cermets do not look promising due to high production cost, long processing
time, and heavy equipment requirement for densification purposes [1, 12, 13].
Moreover infiltration techniques, commonlysed to produce IPCs have the
disadvantage of microstructural inhomogeneities as a result of low wetability between
ceramic and the metallic phases and the presence of closed pores within the ceramic
material which restricts metal infiltration [6, 9]. Sgifopagating highemperature
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synthesis (SHS) is described as an alternative method to address the problems due to
its low processing cost, purity and high time and energy efficiency. A number of
materials such as carbides, nitrides, borides, intermatahd composites have been
produced using this process [1, 14, 15].

There is great interest in titanium/alumina metal ceramic composites as low cost
materials for high temperature application. The class has an additional advantage that
besides having vergood properties such as low density, excellent corrosion and
oxidation resistance and good wear resistance, both titanium and alumina have similar
coefficient of thermal expansion. This make a significant contribution towards better
performance of this aks at higher temperature compared with the other commonly

used titanium/SiC metal composites [1, 16, 17].

Intermetallic/ceramic composites are another important class for high temperature
structural and functional applications. High energy milling is @mnemical way of
producing these types of composites. The process involves intensive mechanical
milling of elemental metals witll,O3; or using aluminium with metal oxides [18].
Intermetallics withAl O reinforcements have special interest for higher txatpre
application because thd,0; constituent contributes towards good thermal stability,
high hardness, and good corrosion and wear resistance whereas the intermetallic
phase improves the mechanical properties, especially the toughness by allowing
plastic deformation [19]Titanium aluminidegkl,O; cermets are the most promising
class among intermetallic/ceramic composites. The intermetallic phisgum
aluminide (TiAl, TAl and TiAls) in these composites contribute towards low
densities, excellénoxidation and corrosion resistance, high ductility at higher
temperature and an adequate creep resistance [20].

Metalcontaining A}Os; composites with interpenetrating networks have been
fabricated by various techniques such as pressureless sintefif$][2reaction
squeezeasting [27, 28], pressure assisted thermal explosion [19, 29], reactive
infiltration [30-35], pressure infiltration [11, 36], hot pressing [37, 38] and direct
metal oxidation [39, 40]. The main limitation with the established autweal
processing routes such as DIMOX (directed metal oxidation) [41] and RMP (reactive
melt penetration) [33] is that they are restricted to the manufacturingadmaining

composites. However, for composites containing more refractory metals, high
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temperature processing methods such agpgessure infiltration, hot extrusion, hot
pressing or HIP [424] are commonly used. High processing cost is the main
problem with these types of composites. The composites fabricated inchiAdetl
FeAl with TiC, WC and TiB, TiAl-Ti,AIC and ZrQ-W.

To address the issue of the high processing cost of composites containing refractory
metals a novel powder metallurgy technique was developed [26]. The low cost
synthesis of intermetallic/alumina composites with npémetrating networks was
successfully achieved using this process. The process involves mechanical milling of
either mixtures of aluminium and metal oxides (Fi®Ge0s;, N,Os, ZrO,, etc) or
elemental metals (Al, Fe, Ni, etc) and,@4 followed by contrded heat treatment or
sintering. Aluminides formed as a result of the reduction of metal oxides with
aluminium or alternatively by a reaction between elemental metals [18, 26, 30].

2.1. Solid state reaction of Al and TiQ

The use of reactions between Al andD7iis attractive due to their potential in
producing insitu metal matrix composites (MMCs) and intermetallic matrix
composites (IMCs) at low cost. The solid state reactions between Al anchdv@

been widely studied over the past ten years [26475 The reaction involves
reduction of TiQ by Al in an inert atmosphere and formation of titanium
aluminide/ALO; interpenetrating phase composite. The metal phase can be a single
phase metal matrix or an alloyed Al phase or intermetallic phase based upamt amo
of aluminium in the starting powder mixture. It is reported that aluminium cannot
reduce TiQ to pure Ti [47]; rather the formation of titanium aluminidetdd
composites is possible through the use of different initial ATmblar ratios.
Titanium duminide phases such as TAITIAl or TizAl are formed [27]. Ying et al.

[47] reported the formaton cdd d di t i on al pTh @IsOg, Fi;AKQ) and a s
TiAI(O) in which a solid solution of oxygen and aluminium in a Ti matrix is formed.
Thermodynamically, Al reacts with Tis follows [27, 48, 49].

13AI+3TIO, Wo- BTIAlL +2AL0; .. .o Eq.2.1

TAI+3TIO, Wo- BTIAI+2A1,0, ...ooovoeeeeeeeeeeeeseeeessseeeeee e eees Eq.2.2
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BAl+3TiO, We- TiyAl +2A1L,0, covooeceeeeceeeeeeeeeeeeeeeeeeeeees e Eq.23

The resulting chemical composition of the aluminides depends upon the ratio of
auminium to metal oxide, as shown in equations 2.1 to 2.3. A wide variety of
aluminaaluminde compositewith different intermetallic/ceramic ratios can be

produced. It is reported that with intermetallic volume fractions above 20%, both

phases are contious and hence exhibit an interpenetrating network [24].

The reaction between Al and Ti@an be enhanced by reducing the starting powder
size by milling techniques such as ball milling or discus milling. Welham et al. [45]
reported the formation of JAl and ALO; phases at lower temperature for a powder
mixture ball milled for 100 hours under vacuum compared to thmilled powder
mixture. Thus a combination of high energy mechanical milling and heat treatment or
sintering can be used to producesitu metal matrix composites (MMCs) and

intermetallic matrix composite (IMCs) powders with favourable microstructure.

Formation of Ti (Al,O)/ AbOs, TiAI(O) /Al 03, TisAl(O) /Al,0O3 and TiAk(O) /AlLO3
compositesas a result of heat treatment of mechanical ohilleO./Al composite
powdersis reported by Zhang et al. [58gpending on the molar ratio between FiO

and Al. The metallic phase in these composites contains considerable amounts of
dissolved oxygen (up to 25 at%) due to limited reduction ability of adiwmm for

TiO,. The presence of some aluminium in the solid solution was also reported in the

Ti metallic phase (eq.2.4). According to this research, @@ Al react as follows:

3TiO, + 4AI Y- 3Ti(Al O)+ 2A1,0, ..o Eq.2.4
3TiO, + 7AI Y- 3TIAI (O)+ 2A1L,0; ... e Eq.25
3TiO, +5Al Y- Ti Al (0)+ 2A1,0, ..o e Eq.2.6

The oxygen content in Ti(Al), TiAl and JAl phases is reported to decrease with

increasing aluminiunsontent.

In this project, composite powders were produced using &r@d Al powderqtwo

different molar ratios based on eq 2.4 and eq 2.5) as starting materials using high
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energy mechanical milling followed by a self propagating high temperature sgnthesi
(SHS).

2.2. High energy mechanical milling

High energy mechanical milling is a very effective method of producing alloys and
composite powders. Milling is usually carried out under an inert atmosphere in order
to prevent the oxidation of the powders. Proces#rol agents are normally used to
prevent sticking of the powders to the discs or the balls and the inner walls of the
bowl and to achieve a proper balance between cold welding and fracture when milling

ductile materials.

The most common high energy Hilinclude attritor mills, tumbler mills, vibratory
mills, planetary mills and discus mills. A number of methods have been used to
mechanically mill powders having a composition range such as Al and4%051],

TiAl, TiAl 3, TizAl [52], Ti, Al and SiC [33], Ti and Al [54, 55], prealloyed TiAl and

NiAl [56] and PbO, LaOs, Zr0O, and TiG [57].

The alloying and phase transformation processes during mechanical milling largely
depends upon the energy transferred to powder particles from the moving media
(balls, discs). The energy transferred depends upon a number of parameters such as
milling speed, milling temperature, types and size of milling balls or disc to powder
weight ratio.

Mechanical milling is described by Murty et al. [58], as a process in whialigro
particles are subjected to repeated fracturing and cold welding using moving media
such as balls. The degree of fracturing and cold welding during milling depends
mainly on the mechanical behaviour/nature of the powder systems. Mechanical
alloying/milling involves three types of powders systems, described as (i)
ductile/ductile (ii) ductile/brittle or (iii) brittle/brittle systems [58].

) Ductile/Ductile System

The mechanism of mechanical alloying in a system where both powder blends are
ductile in rature was first described by Benjamin and Volin [59]. According to these,

mechanical alloying in this system can be dived into five stages. The microstructural
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evolution for the system during mechanical milling is schematically described in fig.

2.1.

In the initial stage of mechanical milling equiaxed ductile particles are flattened and
forged resulting in plate like particles. In the second stage, plates like particles are
welded together and result in a sandwich like microstructure. The third stage is the
formation of equiaxed particles as a result of stain hardening and fracturing. The
fourth stage is called random welding, leading the formation of a number of lamellar
colonies of random orientation within each composite powder particle. In the fifth and
last stage a balance is achieved between the welding and fracturing of the patrticles.
With further milling the composite microstructure becomes finer and finer and
eventually the lamellae become-resolvable under an optical microscope [58]. A
majority ofelemental powder blends, mechanical alloyed fall in this system. The most

common among them are48ir, CuNi, Cu-Zn, Ni-Al, Ti-Al etc.

4
@@

Starting Powders Particle Flattening Welding Predominance

Equiaxed Particle Formation Steady State

Figure 2.1: Five stages of microstructural evaluation [60, 61].
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(i) Ductile/Brittle System

Ductile/brittle systems typically involve particles of a ductile metal such as Ni or Al
and a brittle phase which might be a metal oxide. During milling the ductile particles
become flattened and then welded together to form addystructure. The brittle
particles are fragmented and become embedded in the layer ductile particles. As the
milling continues, the layered structure becomes more refined until the individual
components are dresolvable. The brittle phase is uniformigtdbuted in the ductile
matrix [58, 59]. NiAl/ALOs;, alumindes/AlO; and alumindes/SiC are the most
common among this system. The microstructural evolution for the system during

mechanical milling is schematically described in fig. 2.2.

QDuctile

Flattening
o Brittle 280
LA
o
Starting Powders Fragmentation Welding

Fracture Random Welding Steady
Equiaxed Particle Formation Orientation State

Figure 2.2: The various stages of a ductildrittle system during mechanical Alloying [61]
(i) Brittle/Brittle System

The mechanism of alloying is not clearly understood in this system yet. The
microstructural fatures are described to have granular morphology during mechanical
alloying which differs markedly from lamellar morphology for ductile/ductile system.

Si-Ge is a particular example of such system [58, 62].
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A Rocklabs ASplit Di ¢mthisworkhioppducecompasiecy mi |
powders through the shearing and impacting action of a pair of hardened steel discs in

a hardened steel bowl. In comparison with the commonly used mills for laboratory
investigation such as spex and planetary millsdteeus mill has the advantage that a

large amount of powder (more than 0.5 kg per batch) can be milled.
2.3. Combustion synthesis

Combustion synthesis is also known as Self Propagating High Temperature Synthesis
(SHS) [19] or thermal explosion [29]. It is artrattive technique for synthesising a
variety of advanced materials such as composites, ceramics, intermetallics and

functional graded materials with low processing cost.

In combustion synthesis, an external heating source is used for a short penoé of ti

to initiate a reaction in the mixture; once the heat is generated the reaction become
self supporting and yields final products without requiring any additional Aeat.
number of characteristics associated with the process are, -geselfated high
temperature (800 °C to 3500 °C), relatively rapid propagating combustion fronts (0.1
to 10 cm/sec), high rates of heating (up t8 d€g/sec), and thermal gradients (up to

10" deg/cm) [63]. The values of temperature, wave velocity, thermal gradients, and
rateof heating depend upon the nature of the reactants. Combustion synthesis can be
performed in fine powders, liquids and gases. However, it is most commonly used for

powder mixtures (loose or pelleted) and powder (pefjat) system.

Besides a number of adntages such as short production cycle, low processing cost,
low energy requirement, simple production equipmegmisity is sometimes reported

as a major quality of combustion synthesis [64, 65]. This is due to the reason that heat
generated as a resuft@xothermic reactions is sufficient to evaporate the low melting
points impurities/volatile compounds. However, The main concern with this technique
are that combustion synthesized materials often have considerable retained porosity
[64], moreover it is dficult to fully control the degree of completion of a reaction.

Pawlowski [66] reported carbides (TiC, SiC), borides ¢JiBaBg), silicides (TiSs,
MoSiy), aluminides (AINi), titanites (TiNi), nitrides (NbN, $l,), hydrides (MgH],
ZrNiH3) and oxidesYBCO, L&) sSr 2CrOs) compounds suitable for the SHS process.
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Composite powder can be formed by adding a-meawctive powder to the initial
mixture. For example to obtain a cermet of NIGE [67], a NiCr powder is added to

the reacting precursors of TiciC. Pawlowski [66] also reported that the composite
powders produced with this method are porous and need a high temperature treatment
such as the plasma spheroidization method [68] or post treatment of SHS powders

using a higkpower laser [69].

Self promgating high temperature synthesis (SHS) is used to develop magnesium
aluminate spinel TiAlI/T3Al interpenetrating phase composite [70],@d/TiC [63],
TiC/TiB,[71], ZrB,/ZrN [72] ceramics composites, TiC/Al [65] and NiTi/TiC metal

matrix composite powas.
2.4. Die casting

This is a common and effective way of achieving high volume production of
geometrically complex parts. It is used for the manufacture of parts in ferrous and
nonferrous alloys and has the advantage of achieving good surface finish with
minimum scrap wastage. High production rate such as 200 parts per hour and batch

sizes of about 300,000 parts are common in the die casting industry [73].

The die casting process is described by Shivpuri §3]. The process involves a die
which consistof two halves called the cover die and the ejector. The die halves are
closed together to make a diavity in which molten metal is injected with high
pressure and velocity. The pressure and velocity with which molten metal is injected
depends upon theza of the casting. Upon solidification, the desired shape is attained
and later the die halves are opened to eject the cast part. For each casting cycle, the
opened die halves are sprayed with water based lubricants arsdldeti compounds

to facilitatethe easy removal of the castings.
2.4.1. High pressure die casting process

Molten aluminium is poured into the shots sleeve and then injected into the die cavity
by a plunger under pressure [74]. The melt temperature for the aluminium alloy is
approximately 700 C [75]. The cavity fill time is extremely quick, typically 0.1
second or less and the gate velocities range fro®04@/s but can be as high as 200
m/s [74]. A pressure of about 40 to 120 MPa is usually applied during solidification of
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the metal. The pugse of the applied pressure is to reduce the amount of gas porosity,
feed shrinkage porosity, and increase dimensional accuracy of the part. The die is
usually internally cooled to increase the rate of solidification. After solidification the
die opens andhe casting is separated from the die by hydraulic ejector pins. The
entire cycle time to produce a single casting may-Bes8conds but it may be -G
seconds in case of larger casting [74]. To facilitate the casting ejection, the die is
usually spraye with a water based lubricant at the beginning of every casting cycle.
The process is summarised in fig. 2.3.
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4. Casting ejection 5. Die cooling and lubrication

Figure 2.3: Stages of the die casting process [76].

The multiple reges of a die (high production rate) and severe operating conditions
such as high flow velocity of the melt and large die temperature gradients within a
short of period, all limit the die life . A die life is usually described betvw2&000 to

over 250,00(parts depending upon the type of casting being produced [73]. Dies are
expensive, the die cost being determined by the nature of the parts being produced and
may cost more than US$100,000. For this reason die wear and failure is a matter of

great concerto the die casting industries [77].
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2.4.2. Modes of die failure

Die wear and failure involved a number of mechanisms. The most common modes of
die failure are described by Shivpuri et al. [73] as;

1 Erosion or washout

This occurs because of the high flow rate ofiteroaluminium inside the die cavity.
The melt velocity may range between-@D m/s and can cause the steel surface to
wash away. The wash out results in dimensional instability of the die and is
commonly observed in the case of cores, pins, ribs andresowithin a die. The

regions need to be rebuilt in the case of severe wash out.
1 Heat checking (thermal crackihg

During casting, injection of molten metals results in rapid heating of the die surface
while the spraying of water base lubricants results apidr quenching. Due to
alternate heating and cooling cycles within a short span of time, the die surface is
subjected to compression and tension respectively. As a result of thermal fatigue
cracks appear on the die surface. The cracks are commonly cededhecks and
result in poor surface finish and defective coatings. The cracks can propagate further
with time and can cause gross failure of the die.

1 Soldering and corrosion

Corrosion occurs because of a chemical reaction between the die material and Al
melt. The reaction usually results in the formation of 4atuminium compounds.
Soldering takes place during solidification and results in sticking of the casting with
the die surface and thus it not only makes casting ejection difficult but also causes

damage to the die.

The wear phenomena are widely observed in AISI H13 die steel, the most commonly
used die materiaAn understanding of die corrosion by aggressive molten aluminium
attack is important and necessary for selecting a suitable coating fddgtool steel

die.
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2.5. Soldering

Soldering occurs when a molten metal deve
the solidification process in a die casting operation. Soldering not only makes the
casting ejection difficult but also damages die surfattesesults in poor surface

quality of the casting, requires a frequent die surface polishing and effects the process

run time. Soldering is categorised into two types, based upon temperature; one that
occurs at high temperature due to a chemical/meg@diair reaction between the

molten aluminium alloy and the die, the other occurs at low temperature due to the

mechanical interaction [780].

Soldering at high temperature occurs as a sequential effect of washout and chemical
corrosion. Washout occurs whehe molten aluminium alloy enters the die and
destroys the protective film (coating or lubricant) on the die. During chemical
corrosion, the molten aluminium reacts with the die surface. Iron in the die material
dissolves into the melt whereas aluminiund ather elements in the melt diffuse into

the die. This forms a layer of intermetallics at the die surface. Under the right
conditions, an aluminiumich soldering layer may also form over the intermetallic
layer [78, 79]. Yu et al. [81] have also showattthe molten aluminium alloys have a
tendency to react with H13 tool and form intermetallic layers. At low temperature, the
soldering results due to physical interlocking of molten aluminium with die without

the formation of an intermetallic phase [83].8

Another classification of soldering, described by Tsuchiya et al. [83], is based on the
surface appearance of the silvery casting alloy built up on the die. The two types of
soldering based on appearance are-fika soldering and massive solderinbhe
film-like soldering is characterised as a buiit layer of solder with smooth surface
finish and small sectional thickness [83]. Massive soldering is characterised by a

built-up layer of solder with a rough surface and greater thickness [83].

It has leen suggested that the interfacial intermetallic phases form first and thus cause
the casting to adhere to the surface of the die [84]. However recent research work by
Chen et al. [85] has indicated that casting alloy layers build up first on the die and

subsequently the intermetallic phases form between the tool steel and the casting alloy

built up layers.
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2.5.1. Mechanism of soldering

Chemical corrosion and physical erosion are the main mechanisms of materials failure
in molten aluminium [86]. In literature, tweoldering mechanisms have been
suggested. The first mechanism suggests that soldering occurs as a series of steps
involving erosive wear, corrosive wear, dissolution of die steel and development of
intermetallic phases [79]. Physical erosion results duthé high flow of the melt
relative to the die surface, and becomes more severe when there are hard particles in
the melt.However the research by Chen [87] showed that core pins subjected to the
high melt impingement exhibit no erosive wear before theeldpment of the

soldered layer

The second mechanism proposes that soldering is caused by corrosive wear due to the
strong affinity of aluminium for iron in the die steel. During the die filling and
solidification processes, the casting alloy reacts Wiéhdie steel and forms complex
intermetallic compounds [85]The iron from the steel diffuses into the aluminium
melt resulting in the formation of intermediate layers. Intermetallic phases that form
as a result of immersion of die steel samples intoenataisting alloys have also been
studied in an attempt to understand the soldering reaction. Shanker et al. [88] studied
the interface reaction between the molten Al alloy and tool steel and reported
soldering as a diffusional process (sdiglid reaction) similar to the hot dip
aluminizing of steel. However in a study reported by Chen and Jahedi [82] the
soldering reaction in the die cavity occurs at a temperature below the liquidus
temperature of the casting alloy and therefore most of the reactiors acdhe solid

state. These researchers also reported that there is a possibility that soldering can
occur initially without any formation of intermetallic phases. This stage is described
as non reactive soldering or casting alloy build up. Tsuchiya f83jlalso suggested

that soldering can be a physical interlocking without the formation of an intermetallic

phase.

The die life can be improved in a number of ways. The most common methods are,
developing new die materials, improving die material testtments, changing the

die design, using better lubricants and applying appropriate coatings [73]

23



Study of Ti based composite coatings for resistance against molten Al soldering on H13 tool steel

Surface engineering techniques that have been used to extend die life include surface
modification of the die tool steel, such as nitriding-pgg, depositn of tribological
coatings using PVD [9306] and CVD [77, 10-412] that deposit wear resistant
coatings onto the die tool steel, and duplex treatments that involve a die surface
modification coupled with a wear resistant coafibfy3-120]. Hard coating®ased on
nitrides and carbides of transition metals (e.g CrN, CrC, TiAINp)TiBwve been used
commonly to protect the steel surface from erosion and soldering of aluminium and

improve resistance against thermal cracking.
2.6. Coating requirements for tool steédies

The major requirements for a coating to be applied on tool steel dies for resistance

against molten Al are described by Lin et al. [121] as follows:
()  Nonwetting with liquid aluminium
(i)  Wear and oxidation resistance.

(i) Ability to accommodate the therm@sidual stresses induced due to heating and

cooling cycles (good thermal shock resistance).
(iv) Adherence to the die material.
(v) Ability to delay the thermal fatigue cracking (heat checking).

Thus to achieve an optimum performance; adhesion, hardness, soluehsgour,
oxidation resistance and stress state have to be carefully optimized, before big and

heavy dies can be coated.

A single layer coating alone cannot entirely fulfil the above requirements. This
promotes a new concept of using multilayer or gdacleatings so that each layer can
serve a specific function such as, adhesion to the substrate, good tribological
behaviour, corrosion resistance, good thermal shock resistance avadetadiity

with the molten metdl122]. Based on this concept Lin et fl21] proposed than
optimized, multilayer and gradexbatingarchitecture must be designed in which each

layer has a specific purpose.
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2.7. Coatings used for preventing soldering in Aldie casting dies

Suitable surface treatment can significantly imprdwe performance and lifetime of

the tools used in the die casting [108, 123]. The most widely used techniques
described in the literature for coating die casting dies against molten Al attack are
physical vapour deposition (PVD), plasma assisted chemigabuvadeposition
(PACVD), Laser surface Engineering (LSE) [124, 125]. Chellapilla et al. [126]
studied a number of potential coatings and concluded that physical vapour deposition
(PVD), thermereactive diffusion (TRD) and chemical vapour deposition (CV&)eh

the potential to prevent soldering.

Chemical Vapour Deposition (CVD) is a coating deposition process in which a
reactant gas mixture is passed in a Heyhmperature reactor to form a solid product in
the form of a thin film at the substratehe technque has an advantage that large and
complex tools can be uniformly coated. However the high processing temperature
(8001000 °C) is the main concern with this technique. High processing temperatures
(above the tempering temperature) can result in miicrctural and dimensionional
changes of the tool. The process thus requires acpasihg heatreatment of the
tools. It is not guaranteed that good dimensional stability can be maintained after a
postcoating heat treatment. Therefore, CVD cannot ken sepromising coating
method in the case of large and complex tools used in the Al die casting industry [108,
127]. However using a plasrassisted chemical vapour deposition (PACVD)
technique, the deposition temperature can be reduced to A28 The operating
pressure for PACVD is in the range of several tens to hundreds of Pa [77] which
allows the coating of big and heavy tools without rotatiblowever, PACVD
coatings have more defects and lower density in comparison with the CVD coatings
[128]. PACVD hard coatingscontaining nitrides and borides of titanium are well
known for their high hardness, minimal difference in coefficient of thermal expansion

between substrate and high corrosion stability against metal melts [129].

Lee et al. [130] used @lasma assisted chemical vapour deposition (PACVD)
technique to deposit a titanium diboride TiBoating on H13 tool steeDifferent
types of hard coatings TiN, Ti(C,N), Ti(B,N) and (Ti,Al)(C,N) produced by PACVD
were tested in aluminium die casting apalionsby Hiem et al.[108] and results

showed a significant increase in core life with no tendency of soldering for all types of
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coatings.Duplex treatments consisting of plasma nitriding and PACVD beatings

have proven to be successful in improving wear, fatigue and corrosion resistance and
the load carrying capability of steel substrdie3l, 132]. DuplexPACVD coatings of
Ti(B,N), TiB2/TiN, Ti(B,N)/TiB, were studied by Klimek et al. [129] for aluminium

and magnesium die casting applicatiohke Zr(B,C) and Zr(B,C,N) coatings were
synthesized by means of BflilsePACVD for applications in aluminium die casting
[132].

A thermo reactive deposition techuogis used to coat steels containing hard and wear
resistant layers of carbides, nitrides, or carbonitrides. A coating containing carbide or
nitride forming elements such as vanadium, niobium, tantalum, chromium,
molybdenum, or tungsten is deposited on #fteel. A dense, metallurgical bond
develops at high temperature between the steel and deposited coating layer. Diffusion
of carbon or nitrogen from the steel to the deposited coating layer results in carbide or
nitride coatings at the substrate surfacg3[1134]. TRD coatings, like CVD coatings
require a high process temperature (1038 °C) which also involves-aqatistg heat
treatment of the steel substrate due to the high process temperature.

In the PVD deposition technique, a coating material is @apd under vacuum by
various mechanisms (resistance heating, -eigérgy ionized gas bombardment, or
electron gun) and the resulting vapour phase is transported to the substrate to form a
coating.lt is a lineof-sight procesbecause the coating matéris sputtered from a

target and thus requires substrate rotation to obtain homogeneous and uniform
coatings.However it is difficult to coat complex features such as undercuts, slits and
cavities. Various metallic and ceramics coating can be applied uiisgmethod
typically at a rate of a few millimetres or less per hour. The PVD coating process has
been successful in a wider range of substrates and applications. This success is largely
due to its lower process temperatures498 °C) and average ating thicknesses of

2-5 um. No post heat treatment of substrate is required after coating due to a low
process temperature. All these characteristics make PVD coatings ideal for
applications involving high speed steel and carbide cutting tobhe major
disadvantages are high capital cost and low deposition rate. It is -af-sght
technique which requires complex sample movement [135]. Moreover, it is difficult to
coat forming tools (most commonly extrusion dies) with complex geometry such as

cavities slits or undercuts using this technig{f86]. Also the degree of adhesion of
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the coating to the substrate is somewhat less than that for CVD, because the high
processing temperatu(800-1000 °C)used in thermal CVD allows some diffusion of

the coaing material into the substrate [137].

Most of the literature, describing PVD coatings is biased towards cutting tool
applications. There is little information about their performance on tools used for high
pressure die casting of aluminium alloys. Toyfwlhderstand the mechanisms leading

to their failure, these coatings should be extensively evaluated for a number of
industrial applications. PVD coatings such as TiN, CrN and TiCN have been
evaluated for their performance against molten aluminium solgl@rihigh pressure

die casting. The results of these studies showed that PVD coatings have a potential to
act as a physical barrier against soldering [138]. Wang [139] studied the effects of
TiN, TiAIN and CrN PVD coatings on a series of tool steels feistance against
molten aluminium corrosion and thermal cracking. The results of this study showed
that all the coatings significantly improve the corrosion and erosion resistance of the
tool steels in molten aluminium. However, a TiN coating was not faandst long
because of its low oxidation temperatufenong all types of coated steel, only H19

tool steel showed significant reduction in heat checking.

To improve the properties of PVD coating further, a new approach is to replace the
single layer coiéng with the multilayered one. In multilayer coatings, two or more
different layers are alternatively deposited on the substrate. The multilayer structure
improves the properties of the coating. In several investigations, it has been shown
that ceramic mitilayered coatings can exhibit an improved fracture resistance as
compared with single layered ceramics coatings [140]. In addition multilayered
coatings have also been shown to possess very high harnesses [141, 142] and

excellent corrosion resistance Rl4

Both conventional single andulti-layer coatings have been successful in improving

the thermal fatigue resistance of steel dies used in die casting. However, Srivastava et
al. [97] proposed a new concept of using a thermal barrier coating withieealéyer
coating architecture to improve the thermal fatigue resistance of die steel. The aim of
using a thermal barrier coating was to reduce heat transfer and chemical diffusion to
the die steel. Using this approach, a substrate with, an outer layesrofal barrier
coating (rare earth oxides), middle layer of TiAIN and an inner layer of Ti was tested

27



Study of Ti based composite coatings for resistance against molten Al soldering on H13 tool steel

up to 4000 cycles in molten aluminium. The results of this study showed a significant
improvement in the thermal fatigue resistance of the substrate oetnpath a

substrate coated with a conventional miatier PVD coating

An investigation of AISI H13 tool steel, coated with TiN, CrN and a duplex coating
(nitriding plus TiN) [144] resulted in increased thermal fatigue resistance. The duplex
treatment (fasma nitriding/PVD coating) has also been used to improve the

performance applications as coatings on dies and cores [114].

PVD coatings including TiN, CrN, (Ti,A)N and TiBwere investigated on
aluminium extrusion dies [145]. The most promising coattogsicrease the die life

were (Ti,A)N and TiB. A central factor for this selection was the chemical inertness

of the coatings. In another study of multilayered coatings [146], a combination of
PVD TiN, Ti;N, Ti(C,N) and (Ti,Al)N layers were deposited MR tool steel and

their wear resistance studied. The resistance to sliding wear seems to be mainly
affected by the coating hardness, where the (Ti,Al)N and Ti(C,N) based|ayeits
showed the best results.

The Cathodic arc physical vapour deposition E¥®) technique is widely used to

deposit hard coatings because of its many advantages such as high deposition rate and
strong adhesion between the coating and substrate. The CAPVD process involves
vaporization of material from a cathode target by usinglectric arc. The vaporised

material then condenses on a substrate to form a thin Tilm. process allows
monolayer, multilayer, graded or alloy films to be deposited on a variety of substrates
[147-149]. However, a major disadvantage with this proceggli®ration of molten
Omacroparticlesd during coating depositi ¢
and bumps in the film [150].

A laser surface engineering technique has been used by Agarwal [125] and Shah et al.
[124] to deposit TiB and VC coating respectively on AISAI steel. The results

showed significant improvement in the corrosion resistance of steel to molten Al.
2.8. Ti-based alloys and composite powders for coating materials

The unique properties of titanium make it one of the most importanistiral

materials. This is because of its high strength, fghight, excellent corrosion
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resistance and biocompatibility which make it suitable for a number of applications. A
number of titanium base alloys have been developed as structural materials for
aerospace applications. The scope of these alloys is now expanding to other areas
such as energy production, petrochemical, automobile, metallurgical, papermaking,
medical, and food industries. Ti based alloys can operate at a moderately high
temperatureg600 °C) which is far below the maximum service temperature (1100
°C) of Ni based alloys. This limits its use for higher temperature applications, for
which Ti based intermetallics such agAl TiAl, and TiAl; are being developed
[151-153]. However, lowductility at room temperature is the major obstacle to the
use of TiAl, TiAl and TiAlz as structural materials. Titanium aluminide surface
coatings are considered to be another promising application for these intermetallic
compounds [154.56].

There isa great interest in intermetallic matrix composites due to the reason that
monolithic intermetallic alone can not satisfy the properties required for advance
applications. One of the effective way to improve the wear resistance of intermetallic
compoundss to obtain hard phase reinforced intermetallic matrix composites (IMCs),
which are expected to possess high hardness and subsequently good wear resistance.
However the processing of intermetallic matrix composites is a critical issue. A
number of methodiave been explored to fabricate such composites with either
continuous or discontinuous reinforcements. The composite with discrete
reinforcement provides less improvement in mechanical properties compared to the
one with continuous reinforcement. Mechati@lloying provides an economical
processing route for composite with discrete reinforcement whereas composite with

continuous reinforcement are usually produce by SHS method.

Al,O3 is found to be a suitable reinforcement for improving the wear resistdnce
metal matrix composites (MMCs) due to its excellent chemical and thermal resistance
and high hardness [23, 154, 155]. The high hardness of the titanium alloy
intermetallics and composites make their application appropriate as wear resistant

coating marials.

A suitable and economical coating method is an important consideration for potential
coatings on die casting dies or other surfaces. Most die casting dies have complicated
geometrical features such as cores, pins, ribs and corners. The methdgsusede
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for coatings such as physical vapour deposition (PVD), chemical vapour deposition
(CVD), plasméaassisted chemical vapour deposition (PACVD) may not be effective

in coating these complicated features. Some of the methods either take more time or
neal to be carried out at higher temperature which might alter the properties of the
substrate materials. With these problems in mind, a thermally sprayed coating seems
to be very promising as a method for coating a substrate material with complex

geometry. e major advantages are summarised below;

() A wide variety of materials can be used to produce coatings.

(i)  Higher coating deposition rate

(i) Coatings can be applied to substrates without significant heat input.

(iv) Worn or damaged coatings can be recoated withoutgth@ the properties or

dimensions of parts.

The main disadvantages of thermally sprayed technique are the difficulty in attaining
uniform, high quality and dense coatings. The -bfisight nature can lead to non
uniform coatings on complex shapes. Hoem\the problem can be overcome with

moving fixture design.

Thermal spraying is one of the advanced spraying techniques commonly used to spray
metal/alloy, composite and ceramic powders. The powders can be deposited using
advanced deposition techniques sus high velocity oxyuel (HVOF), plasma or

flame spraying and cold spraying to produce coatings with high wear and corrosion

resistance.
2.9. Thermally sprayed coatings

Thermal spraying is low cost methoHdat appies thick coatingsto improve the
surface poperties of a component. Coatings are used in a wide range of applications
including automotive systems, boiler components, power generation equipment,
chemical process equipment, aircraft engines, pulp and paper processing equipment,
bridges, rollers andEAF electrodes in steel mills, concrete reinforcements,
orthopaedics and dental, labdsed and marine turbines, ships, etc. {159]. The

applications of thermally sprayed coatings are varied but the largest categories are to
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enhance the wear and/or mmsion resistance of a surface. A wide diversity of
materials are used as thermal spray feedstock like metals, intermetallics, cermets,

ceramics, glasses as well as polymers.

Thermal spraying technology has undergone remarkable development since its
beginnngs 80 years ago. It remains unchallenged as the most diverse of all coating
processes with the capacity to deposit, at high rate, numerous metal, ceramic and
polymeric materials in thickness from a few tens of microns to many millimetres. The
techniquesare complimentary, but not competitive, to thin film processes such as
CVD/PVD. Generally such coatings have greater porosity than CVD or PVD coatings
and thickness control is more difficult to achieve. PVYD and CVD coatings are
commonly known as thin filmsvhen their thickness is less than dath. Thermal
sprayings can deposit relatively thick coatings which vary with process parameters
such as deposit time, temperature, nozzle length, and particle velocity.

Coating material in the form of powder, rod orevis heated into a molten or semi
molten state. The resultant heated particles are accelerated and directed towards a
substrate surface either by process gases or atomization jets. The particles develop a
bond with the substrate surface as a result of lmgpact. A continuous process

results in a build wup | ayer with a | ame

undergo very high cooling rates, typically in excess of 106 K/s for metals [160].

Powder injection Motiten particlas

Thermal spray =

source i? e

Haat source

Jetispray patierr:

Materiat feed

Dapositcoating

Figure 2.4: General thermal spray process [161].
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Thermal spraying is a wedistablished coating technique in industries where large
components are required for wear and corrosion resistance applications [66]. Cermet
materials, such as WCo or CgC,-NiCr, are commnoly used feedstock materials for

a number of applications. The microstuctural refinement of these composite powders
improves mechanical properties such as hardness and fracture toughness. The thermal
spraying of the nanostructured composite powders |leattgetformation of wear and
corrosion resistant coatings along with low porosity. Several studies have investigated
the grain growth of nanostructured powders during the spraying processgq3p2

2.9.1. Techniques

The thermal spray processes can be groupedantdoroad categories (fig. 2.5).
1 Combustion

1 Plasma Spray
1 Cold spray

1

Wire Arc

Figure 2.5: Thermal spray and cold spray processes [161].

The techniques differ from each other on the basis of their mode=satihg, variation
in temperature and velocity of the particles attained during spraying. A comparison of
thermal spray processes is shown in table 2.1. Both HVAF and HVOF thermal spray
processes are distinctive among the other thermal spray processes doue

combination of high particle velocities and relatively low gas temperature.
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Table 2.1: Comparison of thermal spray [161, 166] and cold spray [167, 168] processes

Attribute Cold HVAF HVOF D-Gun Flame Al Wire

spray Spray | Plasma Arc
Jet temperature (°C) 450650 | 900-1500 13002000 5300 3300 15000 >25000
Particle temperature (°C) 350450 | 800-1300 12001900 N/A 2200 >3500 >3500
Jet velocity (m/s) 400-1000 | 500-2000 500-2200| >1000| 50-100 | 300-1000 50-100
Particle velocity (m/s) 4001000 | 2001000 2001100 N/A | 50-100 | 200-800 50-100

Bond strength (MPa) >70 >70 >34

Oxides none none| Moderate to small high | Moderate| Moderate
dispersed to coarse|  to high

2.9.2. Detonation-gun spraying (D-Gun)

The detonation gun coagrtechniquewas introduced bynion Carbidein the mid

1950s [169]. It is the starting point for the development of high velocity flame

spraying process.

The D-Gun (fig. 2.6) includes a long water cooled barrel with an ID of about 25 mm.
A mixture of oxyg@® and acetylene is fed into the barrel together with a charge of the

powder (560 um). The gas is ignited, explodes and its detonation wave accelerates

the powder. There are abouB4detonations per second. In order to avoid backfiring

i.e. the explosiomf the fuel gas supply, an inert gas such as nitrogen is used between

the portions of exploding mixture. Nitrogen gas also purges the barrel.

spray powder

substrate

g/spark plug

acetylene

o

-

Figure 2.6: Schematics of the BGun process [128]

The maximum teperature is 4500 K and the detonation wave may attain a velocity
of 2930 m/s [170] while the velocity of the particles reportedly reached 750 m/s and
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1000 m/s in the super-Bun [171]. Kadyrov [172] reported velocities varying
between 1000 m/s and 3000sxrhe high velocities of the hot particlem impact

with the substrate result in a build up of a very dense and strong coating.

The most used powders are composite with carbide reinforcements. Oliker et al. [173]
studied the BGun spraying technique fanechanically alloyed Ti and Al elemental
powders The porosity of coatings made by usinggub is very small, 0.5% for W.C

Co coatings and about 2% for,8k [174]. The tensile bond strengths were 83 and 70
MPa respectively. The thickness of the detonagom-sprayed coatings does not
exceed 300 um [66].

ThenameD-Gunis atrademarkanda proprietary proces3here isonly one supplier

available.
2.9.3. Combustion (HVOF, HVAF)

The HVOF spray process was developed at the end of 1970s. Many authors, Bick and
Jurgens [175] and Kreye et al. [176] agree that initial work was carried out at Thayer
School of Engineering (Hanover, USA) and by Browning Engineering (USA). The
principles of this technique are similar to thegDn, except for a difference in the way

a fuel nedium is burned in oxygen. The burning is continuous for HVOF and
repetitive for Dgun. At present, the HVOF is the fastest growing thermal spray
process [158, 171].

The high velocity oxyfuel (HVOF) and high velocity air fuel (HVAF) processes have

some ofthe highest particle velocities at relatively low gas temperatures. The particle
velocities result in high impact energies, thus ensuring excellent bond strength (70
MPa) and very low porosity levels (<1%) [66]. Low gas temperatures and short dwell
timeslimit the maximum particle temperatures achievable, the spraying technique is
less suitable for ceramics which have high melting points but is advantageous for
cemented carbide and other materials with low melting points or materials prone to
degradation tahigh temperatures. The most used powders are composites with carbide
reinforcements and metal or alloys matrices. Typical thicknesses are in the range 100
300 pum. In particular, HVOF spraying has been established into a reliable technique
to coat a greavariety of metallic surfaces with hard, adherent and tribologically

improved composite coatings [177].
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The materials widely used for HVOF spraying are W& WGCoCr, NiCrCrsC,

[178], TiC-FeCr, TiB-FeCr [179] and NiGiTiB, [180]. Wang et al. [181] stueld the

bond strength of Ni and Co based composite coatings deposited by HVOF using WC
Co, SiGCo, TiGCo, TIiGNi, Al,0s-Ni, W-Ni composite powders. Schorr et al. [182]
characterised the FeCrAl€r;C, cermet coatings applied to low carbon steel
substrate usg a HVOF spray technique. Moreover the FeNiCo alloys i.e. Hastelloys,
Stellites, Tribaloys and self fluxing Ni based alloys can be effectively deposited. The
other common metals and alloys sprayed by a HVOF spraying technique include
copper, nickebluminium, ironchromiummolybdenum and cobatholybdenum

chromium.

The HVOF process combusts a hydrocarbon fuel and oxygen mixture under pressure
in a water cooled chamber. Powders4tb um) with a carrier gas are fed into the
nozzle where the particles arerriad with the confined high pressure combusting
gases. The gun (fig. 2.7) is designed to achieve high gas flows with supersonic
expansion. The gas exit velocities are so high (typically 1000 m/s) that multiple shock
diamond shaped patterns are observedhm gas jet indicating that supersonic
velocities have been attained [161].€Timajority of HVOF systems usgaseous fusel

such as ethylene, propane, propylene and natural gas. Liquid fuel kerosene is used in
the HVOF torch JF000.

Expanzion nozzle
Fusl gas Oxygen Coating

\

Diamond shockwaves

v

g—-ﬂ%

T_.’

Com pressed air

Powder and carrier gaz
Workpiece

Figure 2.7: Schematic of an HVOF torch [183].

High velocity air fuel (HVAF) spraying is a recently developed technology for
deposition of metallic and carbigeetal coatings of commercial powder materials
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[184]. The HVAF proces was originally developed as a cheaper alternative to the
HVOF thermal spray process. It utilizes compressed air for combustion and generates
considerably lower temperature than the HVOF process. Initial studies suggest that
coatings sprayed with HVAF havthe advantage of not exhibiting the oxidation or
decarburization effects as observed in HVOF [185]. High quality coatings of 316L
stainless steel, ZAl, Ni-Cr, CoC¥WC and WCCo have been produced by using
HVAF spraying system.

2.9.4. Plasma spraying

Plasma spaying involves the injection of particles, usually in the rang®@@m into

a plasma jet with temperatures of up to 15000 K which causes a high degree of
particle melting and velocities of up to 800 m/s which leads to improved deposition
densities (> 9%6) and bond strength (> 34 MPa) compared with other techniques,
such as flame and wire arc spray coatings. A high plasma temperature makes it
possible to spray refractory materials such as oxides and high ndimgmetals

such as molybdenum.

The thickness of individual splats is typically in the range €fQlum. The porosity of
the air plasma spraying (APS) coatings is usually in the raifgg#land the thickness
of the deposit varies between 30800 pm [66].

Traditionally plasma spraying has beeredisfor corrosion and wear protection,
thermal insulation orepair applications. However, recent developments in controlled
atmosphere processes have extended its scope for other applications such as
production of powder metallurgy (P/M) structures, compesmetal structures,
metal/ceramic matrix materials, superconducting oxide processing and near net shape

manufacturing [186]. Plasma spraying is used widely for spraying ceramic coatings.
2.9.5. Cold spraying

Cold spray technology was initially developed in thiel 1980s in Russia [187[n a

cold spraying process, fine solid particlggenerally 150 um) are acceleratetb
velocities in a range between 500 and 1000 usiag a carrier gafl68]. The solid
particles undergo plastic deformation and bond to thaeyr rapidly building up a
layer of deposited material. Only the powders of materials that can deform plastically
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can be sprayed by using cold spraying and therefore this technique is suitable for
ductile metals and alloys. The f.c.c metals have goodmehility; h.c.p metals have
lessdeformability while b.c.c metals have the lowest deformability. Another indicator
of sprayability is the melting point. A low value of, 75 beneficial for successful cold
spraying [66]. On the other hand, materials thatknharden under mechanical stress

such as 317L or the alloy TiAI8V4 are difficult to spray.

Most metals and alloys such as Cu, Al, Ni, Ti , Ta ;blsed alloys, aluminium
alloys, ironbased amorphous alloy [188], steel [189] and nanostructured materials,
can be deposited by cold spray [190, 191] and even cermets [192] suciABOAI

and ceramics [193] can be embedded into a substrate to form a thin layer coating in

cold spray. In practice copper is the most popular materclttspray.
2.9.6. Wire arc spraying

Wire-arc process is used for any metal that can be drawn into a wire. The thermal
efficiency of the wire arc spraying is higher than that of all the thermal spray
processes. This is due to reason that process involves direct heating of the electrode
wire compared with other thermal spray processes which require indirect heating of
the particles through heated gas jets. In i@ spraying, a pair of electrically
conductive wires is melted by an electric arc. An arc temperature may reach 5800 °C
with anarc current of 280 A .The molten metal is atomised by a high velocity air jet
into fine droplets which are accelerated towards the substrate surface to form a
coating. Molten metal particles formed of wires can reach velocities up to 150 m/s
[194]. The pocess has a number of advantages such as high spray rates and low
running cost. The main disadvantage is that the process is only suitable for electrically

conductive wires.
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Chapter 3

Experimental Procedures

This chapter describes the experimental methodologies and materials used in this
research work. In particular, a description is providedHerproduction of composite
powderscoating deposition and performance evabmaffriction and wear testingnd

sample characterisation
3.1 Powderproduction

3.1.1 Production of AIl/TiO, composite powders by high energy

mechanical milling

The starting materials used were commercially avail@aille (Anatase, 99% purity)
with a particle sizeranging from 5 to 50mm and commercially available pure
aluminium powder (99.5% purity) with an average particle size of 40 pum.types

of composite powders were produced using high energy milling.
3.1.1.a PowderA

The Al and TiQ ratio was determined according the following nominal ratio with

5wt% surplus aluminium:
3TIO, + 4AI&%- 3Ti+ 2A1,0, ittt Eq.3.1

3.1.1.b PowderB

The Al and TiQ ratio was determined according to the following nominal ratio with

5 wt% surplus aluminium:

3TIO, + 7TAIY&2- 3TIAl + 2A1,0; i Eq.3.2
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The reaction products in tbe eqsare not Ti or pure TiAl intermetadlicompound

The Tiphase usually contains sorakiminium and oxygen in solid solution, while

the TiAl phase has a ¢am amount of oxygen intdréal. An extra 5wt% aluminium

was added to the above mixtures to compensate the loss of aluminium during milling

and to compensater the impurity pesence in the starting Al powder

Figure 3.1: (a) High energy discus mill,(b) milling vial and discs

The powders were mechanically milled in a high energy mechanical mill (Rocklabs,
New Zealand) under argon atmosphere. (8dl). A processontrol agent (PCA),
isopropyl alcohglwas added up to @t% into each batch before milling frevent

the powder sticking tthe vial walls and the discs. Each batch of powder was milled

for 4 hours.

The effect of disc to powder weight ratio (DPR) on the degree of intermixing was
studied using 30Qy of powder A Eg. 3.1) using Aland TiQ starting powders with a
molar ratio of 3:4Three different disto powder weight ratios (DPRs) of 4.5:1, 13:1
and 22:1 were used, with a milling time of four hours for edtle optimized results

of this study were used to produBewder A and powder ,Bising 500g of initially
charged mixture of Ti@and Al with molar ratios of 3:4 and 3:7 respectivelth an

disc to powder ratio@PR) of 13.2:1. The as milled powders were stabilized in a

glove box under argon atmosphere.
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3.1.1.c  Disc to powder weight ratios (DPRS)

Disc to powder weight ratio determméhe intensity of milling. It ffects the degree
of mixing and refinement of starting powdei$ie hgher the disc to powdeveight

ratio (DPR)thelower will be the milling time.

Disc to powder weight ratie= Weight of the milling media (discs/ballspwder
weight

The details of various disc to powder weight ratios (DPRs) used for powder A and B

are shown in table 3.1.

Table 3.1: Disc to powder weight ratios (DPRS)

Powder Powder Milling Media Disc to Powder
Type Weight weight Ratio (DPR)
Type Size Weight
(mm) )
2 large discs 195each 6600 22:1
300 2 small discs 164each 3900 13:1
Powder A
15 steel balls Diameter: 14 1334 4.5:1
500 2 large discs 195each 6600 1321
Powder B 500 2 large discs 195each 6600 13.2:1

3.1.2 Combustion reacted powders

As-milled Al/TiO, composite powds, which were produced witiolar ratios of 3:4

and 3:7 using high engy milling, were thermally reacted kayself propagating high
temperature synthesis (SH®chniqueto produce Ti(Al,0)/AO3z and TiAl(O)/Al,Os
feedstock for thermal spraying. The combustion reactions were performed inside a
glove box (fig. 3.2) under argn atmosphere (with oxyges 200 ppm) using a
graphite crucible. The combustion reactiging. 3.2) were triggered by an electrically

heated external sourcHi¢Cr cail) connected t@ low voltage power supply.
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The combustion reacted powder A (Ti(Al,OY®@g) was produced using a digo
powder weight ratio (DPR) df2:1 and300g of aninitially charged mixture of TiQ
and Al with molar ratios of 3:4This was mechanically milled for 2 minutes in a
discuss mill and the feedstock was thteermally sprayedat Triple R Engineering
Ltd., Palmerstone North,éWw Zealand

Figure 3.2: Combustion reaction experimental set up

Two batches of combustion reacted powder(TA(Al,O)/A.03) and powder B
(TIAI(O)/Al ,0O3), wereproduced using disc to powder weight ratio (DPR) d82:1
and500g of aninitially charged mixture of Ti@and Al with molar ratios of 3:4 and
3:7 respectively Each batch of the combustion reacted powder mashanically
milled in a ball mill using thee steel ball§25.40 mm diametgifor different intervals

of 15 minutes,depending upon the characteristiéslee combustion reacted powder
Thefeedstockpowders were processed further to control their flowability through the
spray gun nozzle. Théeedsock powdes A and B were then used for thermal

spraying at Holster Engineering, TokoroawZealand.
3.1.2.a Powder flowability control

After each interval of 15 minutes, the combustion reacted powder batches (produced
from 500 g of an initially charged mixtuig TiO, and Al) were classifiedising a
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combination of sieves of sizes @i and 125 um. The powder fractions with size <
75 um and 75 pm <size <125 um were collected separately and checked for their
flowabilty (ASTM B 213) using a flow meter. Powder dtimn with size > 125 pm
was subjected to further milling. The powder classification proessscontinued
until the whole batch was subdivided into two fractions. One fraction with size <
pm and the other with 7pm <size< 125um. The smaller fractiowith 75um < size

< 125 pm was found suitable for thermal spraying due to its good flowapbility
whereaghe larger fraction with size 5 pmhad poor flowability and thereforeas
subjected to agglomeration using?% PVA (polyvinyl alcohol) binder. After
agglomeration, the powder hgdod flowability in the size range of < 106 pithe
agglomerated powder fraction of sizel@6 um was mixed with the uagglomerated
powder 75um < size <125 um fraction. The over all fowability of the feedstock
powders A(Ti(Al,0)/A,03) and B (TiAl(O)/ALO3) was measuredsing a flow meter

to ASTM B 213standard.

3.1.2.b  Feedstocls particle size evaluation

The particle size distributions of the -agglomeratedeedstockfractions (75um <

size <125 um) and éize < 75 um) of powdersA and B were measured using a
Malvern Mastersizer Laser Particle Size Analyzer. The particle size distributions of
the PVAagglomeratedeedstockfractions were measured using SEM images only
due to the problem of PVA dissociation in water (used as &leartcarrier) in the

particle size analyzer.
3.2 Substratepreparations

The substrate material used in the test specimens was a AISI H13 hot work tool steel
(DIN 1.2344 EFS)with the nominal chemical composition (wt%) 0.4%6 1.0%Si,
5.3%Cr, 1.4%Mo, 1.0%V and Fe balance. Prior to coatjrige steel was hardened

and double tempered to a nominal hardness 8 RC. Heatreatment of the
specimen was carried out at Hdaeatments Ltd., Auckland. The hardened steel
substrates were grit blasted using alan(36grit) with an air pressure of 0.17 MPa
prior to coating application. The surface roughness of the grit blasted sangdes w

measured using T1000A roughness profiler (MTF, Harbin, China)
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Steel substrates of three different shapes/dimensions westdarscoating application
for various testsThe choice of a coupon shapeascording to the requiremeffdr a

particular test

1 Cylindrical coupons 063 mmlength and 20 mm diametéor immersion
tests

2 Bar couponsof dimensions 12% 10 x 10 mmfor thermal shock resistance
tests

3 Circular discs of 76nm diameterfor wear and friction tests

3.3 Coating deposition(HVOF thermal spraying)

The combustion reacted powders were used asdsfock for thermal sprayinging

a highvelocity axygen fuel (HVOF) methodfig. 3.3) on a heatreated, grit blasted
H13 tool steel substrat®ore detail of thermal spray conditions/parameters is given
in chapterfour. A single and double layer coating that consisted of an intermediate
layer of pure Ti ancan outer layer of Ti(Al,O)/AlOz or TiAl(O)/Al,O composite
were produced for various tesfs.Ti under layetbond coat was produced by thermal
sprayingof either hydride and dehydrate Ti powder or atomized Ti powd&d(q
mesh)

Figure 3.3: HVOF thermal spraying of composite powder feedstock
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The composite coating details are given in t&ke

Table 3.2: Composite coating references ith their feedstock and performance evaluation details

As- HVOF Tvoes of
. Powder PVA milled spraying yp Performance | |nqustrial
Coatings feed K | . d f d Ti under i ial
eedstoc agglomeration | powder | performe layer evaluation tria
(TIO /Al at
TripleR .
Al No PVA 300 g| Engineering| Atomized | Thermal i
Ti shock
Ltd.
Liquid metal
corrosion
Ti(Al,0)/Al ;04 resistance Dummy
Holster (immersion
A2 2% PVA 500 g | Engineering| HDH Ti | test), thermal | block
Ltd. shock used in Al
resistance, | extrusion
wear
resistance
Liquid metal
corrosion
resistance
Holster (immersion
B2 TIAI(O)/Al 053 | 2%PVA 500 g| Engineering| HDH Ti | test), thermal | -
Ltd shock
resistance,
wear
resistance

The surface roughness tife assprayed composite coatinggas measured using
T1000A roughness profiler (MTF, Harbin, Chin&oatingthickness was easured

using optical microscopgnd SEM images.
3.4 Micro-hardness measurements

The micrehardness of theoating surface was measured usanigeco LM700 micro

indenter with a load of 109 and dwell time of20 s. At least 15 surfae harness
readings/measurements were recorded in case of each coating. The coating surface
was polishedgently using 4000 grit SiC papend followed by polishing with
alumina suspension (0.Am agglomerated alpha alumina). Because of the fine
structure inthe interpenetrating composites with a separation distance between phases

of about 3 um, a hdness for individual phases was not measured.
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3.5 Coating performance in molten aluminium

3.5.1 Aluminium alloy composition

The aluminium alloy used in the tests w@é01 dloy with a nominal chemical
composition, Al, 7% Si, 0.34% Mg and a small amount of strontium for moddicati
Composite coatings referréd as A2 (Ti(Al,0)/ALOs) and B2 (TiAl(O)/ALOs) were

used fora performance evaluation in molten.Al

Furnace

Figure 3.4: Immersion and thermal shock tests experimental set up

A test apparatudfif. 3.4) designed at Glucina Smeltingd., Auckland was used to

perform immersion and thermal shock remige tests. The test apparatus consists of

1 An electrical furnace with a thermocouple to maintain the molten aluminium

temperature.
1 A removable ample holder with single and multiple specimen holding capacity.

1 A pneumatic system to support alternating mgain molten Al and cooling in

water.

1 An automatic controller, foregulating thenolding time in molten Al, movement

speed andbr displayingthe number of cycles.

1 A bath with water.
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3.5.2 Immersion test

For Al soldering evaluation, coated and uncoated cytaticoupons were dipped for
different time intervals into the static molten Al melt at a temperature of210D°C
followed by aircooling.For each given time interval a set of three cylindrical coupons
(two with different types of coatings and one usiedl) were immersed into the
molten aluminium at the same time using a sample holdes nature of the Al
soldering to the coated and uncmhtsamplescfosssections) wasassessed using

scanning electron microscopy (SEM).

The dissolution ofthe coatinggwash out in molten aluminiumvas evaluated by
determining the weight loss of the coated coupons dipped into molten aluminium for
various time intervals. The coupons were kayrnight in anoven ata temperature

70 °C and weighed carefully prior to moitéAl immersion The weighing was carried

out with accuracy to the nearest 0.0001 g. During an immersion test, the coated and
uncoated samples were immersed into molten aluminium at 2Q0°C for different

time intervals. The samples were then removedftbe melt and air cooled. The Al
layer soldered to the samples was removed by using warmiGQ5060 °C) 20%
NaOH solution The weight loss of the coupons was determined from the difference in
weight before immersion in molten aluminium and after soldahechinium removal
using NaOH solutionThe weight loss per unit area of test coupons was used to report

the degree of wash out.
3.5.3 Thermal shock resistance tests

Thermal shock tests were performed using the test apparatu3.4jigvhich enabled
controlled cycling of test coupons between molten aluminium and water. Coated
coupongsquare bgrwere dipped into the molten aluminium furnace which was kept

at a temperature of 7G010 °C and then quenched into thiater Three faces of each
coupon were coatedhite one face was left uncoated for the comparison purpose
Coupons of different types of coatings were tested at the same time using a sample
holder. For each thermal shock cycle, a specimen was held above the moltefometal

6 second and then dipped to molten Al for 30 secorsg] lifted out over the water

bath and immersed into water for 10 sec. After every 100 cycles, the sample was

removed from the holder and the surfaces of the coupons were examined for Al
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soldering and an evaluation of surface salh. The composite coatings aaetas of
cracking/spallation on the surface and from cEsstionswere analyzed using

scanning electron microscopy.
3.6 Wear and friction testing

Pin on disc Test

The friction and wear tests were carried out using ar2@@ high temperature Pin
on DiscTribometer (Beilun Cp.) (fig. 3.5) for both high temperature testing without
lubrication and room temperature ting under dry and lubricating conditions. The
wear performance of the composite coating was assessed uspigereca ended
alumina pin L0 mm diamete}, a flat ended high speed steel ghhmm diametérand

a spherical endetdardenedsteel pin(10 mm damete) as counter bodies at a load of

20 N with a sliding speed of 0.B1/s. The pin was rubbed against the rotating coated
H13 disc (70mm diamete).

Figure 3.5: MG -2000 high temperature Pin on Disc Tribometer

The surface roughness of both the uncoated H13 tool steel and coating were measured
at two different posions before conducting the wear test using a T1000A roughness
profiler (MTF, Harbin, Chinajfig. 3.6). The frictional movements were continuously
recorded by a computer. The samples were cleaned by ethanol after each wear test and
the wear rate of theoating (wherea spherical ended alumina pivas usedas a

counter body) was measured from the depth of the wear track by using a

profiler/surface texture measuring perthometer (S3P, Gern{iay3.7).
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Figure 3.6: TLOOOA roughness profiler

Figure 3.7: Profiler/surface texture measuring equipment

For each wear track, two readings were recorded to calculate the average wear track
depth. Friction test data waised to estimate the friction coefficient and average life
of the coating under a given condition. The specific wear rate of the coating was

assessed both at high temperature and room temperature.
3.7 Microstructure characterisation

3.7.1 Sample preparation

Coatel samples (crossections) were cut by using a diamond blade under water
lubricant The powderand coatedamples (crossections) were embedded in Epoxy
resin and hardened for 24 hours. The mouspertimens were ground usi8gp, 600,
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1000, 2000 and 400Qgrit SiC papers, followed by polishing usirgn alumina

suspension (0.3um agglomerated alpha alumina)

3.7.2 Scanning Electron Microscopy (SEM) and Energ Dispersive Xray
analysis (EDX)

Microstructure  characterisation of -mslled and combustion reacted
powdesfeedstock and thermally sprayed coatings were carried out wsitdjtachi
S-4000 sanning electron microscopyat an operatingvoltage of 20KV. Energ
Dispersive Xray analysis (EBX) was carried out using Kevex microanalyser

attachment.
3.7.3 X-Ray Diffractometry (XRD)

X-ray diffraction analysis (XRD) was performed to determine the phase constituents

in both powder and coating samples usi n¢
Netherlands) with CuKl r adi ati on. The XRD patterns
step size averaging for 5 seconds per increment, with voltage K¥ 4hd a current

of 40mA.

3.7.4 Differential Thermal Analysis (DTA)

Differential thermal analysis (DTA) was conducted to evaluate tbgress of the
mechanical alloying/reaction in -asilled and combustion reacted powders using a
simultaneous SDT 2960 analyzer under flowing argon at a rate om/S6c. The
heating rate was set at 20 °C/min rate from room temperature to 1000 °C fglloyvin
cooling to 20C°C.
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Chapter 4

PowderProcessing an@haracterisation

4.1. Introduction

The solid state reactions between Al and ;lli@ve been studied widely over the past
ten yearg[l, 2] The reactions consist of the reduction of FiQy Al in an inert
atmosphere to form denseterpenetrating isitu metal matrix composites (MMCs)

and intermetallic matrix composites. The rate of reaction betweenahi®Al can be
enhanced by reducing the size of initially milled powders using a ball mill or discus
mill. Thus a combination ohigh energy mechanical milling and heat treatment or
sintering can be used to produce in situ metal matrix composites (MMCs) and
intermetallic matrix composite (IMCs) powders with favourable microstruciimese
composites are considered as low price nedtefor high temperature applications

Self propagating high temperature synthesis (SHS) is also known as combustion
synthesisor thermal explosionThis process has bedB] recognised as a very
promising technique for aterials processing at low coZhang et.al [4successfully

used high energy mechanical milling and combustion reaction to produce a range of

valuable TiQand Al composites.

This chapter covers processing and characterisation of composite powders produced
by the high energy milling o mixture of Al and TiQpowders (using two different

molar ratios) followed by a thermal reaction process. Powder characterisation was
carried out because an understanding of the changes that occur from powder to
coating as a result of thermal spraying anportantMoreover, coating performance

is strongly dependent on the coating microstructure, which in turn is dependent on the
characteristics of the starting powder from which the coating is farAlgtbugh the
coating microstructure is often very f@ifent to that of the powder, due to processes

that occur during spraying and rapid solidification of the spthescharacteristics of
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the powder feedstock have a strong influence on the coating microstructures so they

should be characterised very catigfu
4.2. Production of Al/TiO , composite powders

The powders studied had two compositions:

Powder A TheAl/ TiO,ratio was determined according to reaction:
3TiO, +4AI %%- 3Ti(Al,O)+ 2A1,0; .o Eq.4.1
Powder B TheAl/ TiO,ratio was determined according to reaction:

3TiO, + 7AI %~ 3TIAI (O)+ 2A1,0, ..eeeeeieeeeeeeeeeeeeeeeeeeee e Eq.4.2

The reaction products in the above are not pure Ti and TiAl intermetallic compound.
The Ti phase usually contains some aluminium and @xyg solid solution, while
the TiAl phase has certain amount of oxygen interstitial.

To produce the composite powders a high degree of intermixing between the Al and
TiO, starting materials is necessary. The degree of intermixing is largely dependent
upon the milling parameters such as milling time and disc to powder weight ratio
(DPR). The effect of milling time and the powder charge and their effects on the
microstructure evaluation using a discus mill was reported bt.al [5] The study
showed thatonger milling times and smaller starting powder charges, gives more
homogenous mixing and a finer microstructure. It is further reported that the reaction
between TiQ and Al during subsequent hegatatment is influenced by the milling
condtion. Liu etal [6] further studied the effect of self sustained reactions in an
TiO,/Al composite powder (eg.4.1) produced by high energy mechanical milling. It is
reported that a fine homogenous 748 composite structure produced by a longer
milling time resultedin fine/equilibrium phases after the reaction. The previous
studies suggested that a time of six hours milling with 1% of R&écess control
agent)is sufficient to produce a homogenous intermixed /ADcomposite powder

(eq.4.1) and a subsequent firmribustion reacted powder.

The effect of various milling times on the degree of intermixing of Al anc T&Ing

powder A (Eg. 4.1) was also investigated in a sepatatyy [7,9. The study reported
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a reaction between asilled powders after six hours riig and suggested a milling

time of four hourswith 3% of PCAis sufficient to produce a homogenously
intermixed TiQ/Al composite powder. However, a reaction between the milled
powders is not reported in previous studies by Liu ¢b&]. Based on pregus
results it looks as though an increased amount of PCA has a significant effect by
increasing the degree of intermixing. A previous study did not involve an optimisation
of milling conditions for TiQ/Al powders based on eq.4.2. Therefore the current
study selected four hours of milling time and 3wt% PCA to produce the composite

powders.

Further, the effect of disc to powder weight ratio (DPR) using three different milling
intensities (larger discs, smaller discs and steel balls) was investigated degtiee

of intermixing using 300 g of powder f&q. 4.) consisting ofAl and TiG; starting
powders with a molar ratio of 3:4. The optsed results of this study wassed to
produce Powder A and powder B using 500 @uoinitially charged mixture of Ti@

and Al with molar ratios of 3:4 and 3:7 respectively.

As-milled Al/TiO, composite powders, which were produced by using molar ratios of
3:4 and 3:7 using high energy milling, were thermally reacted $gif propagating
high temperature synthesis (SH8)troduce Ti(Al,0)/AO; and TiAl(O)/Al,O3 based
feedstocks for thermal spraying.

4.3. Results and discussion

4.3.1. Powder characteristics

The powder characterisations in the current study are based on the evaluation of the
degree of intermixing of the starting powsdeto produce composite powders,
chemical and phase compositional analysis (SERMAX XRD analysis), thermal
behaviour of the composite powdei3TA analysig, morphological studies of the
combustion reacted powders or feedstocks and evaluation of thembildy for

thermal spraying.
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4.3.2. As-milled powder characterisations
4.3.2a Powder A

Figure 4.1 shows a comparison of the shapes and microstructures of the powder

particles in the amilled powders with the three different DPRs.

Figure 4.1: SEM micrographs of mechanically milled composite powder Aproduced using 300g
mixture of TiO , and Al) after 4 hour milling with disc to powder weight ratios (DPRs) of (a) 22:1
(b) 13:1 (c) 4.5:1

It is dear that the powder madeith disc to powder weight rati®PR) of 22:1(using
larger discs)exhibited a high level of mechanical mixing with a refined particle
size(Fig. 4.1a). Powder with BPR ratio of 13:1(using smaller discalso resulted
mechanicdl well mix powder with a fine particle sizénowever some big and not
very well mixed particles were also observéd.(4.1b). Powder made with a lower
ratio of 4.5:1 {ig. 4.1c)by using steel ballshowed little mixing with a coarse particle
size, whity means that this ratio is not enough to develop a good level of mixing
between the two powderAt least two samples of each DRP were used for Energy
dispersive Xray analysis (EDAX) to examine the composition and homogeneity of
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the powder after discus lmg. The phase constituents were examined usingyX
diffraction analysis (XRD).

Figure 4.2: SEM micrographs of mechanically milled composite powder Aproduced using 300 g
mixture of TiO, and Al) particles after 4 hour milling with disc to powder weight ratios (DPRS)
(a) 22:1, (b) 13:1 and (c) 4.5:1

Figure 4.2 shows the degree of homogeneity of the composite powder particles
produced withdisc to powde weight ratios DPR9 22:1, 13:1 and 4.5:1 The results
show that with increased disc to powder weight ratio (DPR) to 22:14(flg) there is

good mixing between Al and TiCand boundaries between Li@nd Al can not be
clearly seen. The composite powslgrhich were milled with DPRs 13:1 and 4.5:1 are
more inhomogeneous with dark and bright phases within the particled.dig c).

The EDAXanalysis of the dark and bright phases showed that the darker area mainly
contains aluminium and the lighter areantains Ti, Al and a high concentration of

oxygen.
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Figure 4.3: (a) SEM micrograph of powder A (produced using a 30@ mixture of TiO, and Al)
and elemental maps of (b) oxygen Jcaluminium, (d) titanium and (e) titanium and aluminium

overlay on powder A prepared with a with DPR of 22:1

The degree of homogeneity of composite powders milled with DPRs 22:1 and 4.5:1 is
further confirmed by the elemental mapping of Al, Ti and oxygéhin the particles

(fig. 4.3 and fig.4.4). The composite powder which was milled DPR 22:1 clearly
shows a higher degree of homogeneltye as milled powder with DPR 4.5:1 shows
that the milling intensity using steel balls is not enough to produce @powder
structure. However, the elemental maps of as milled powders with DPR 13:1 showed
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mostly a composite structure within the particles; however a few areas within the

particles were also observed where the aluminium distribution wasnmgenous.

Figure 4.4: (a) SEM micrograph of powder A( produced using 30@ mixture of TiO, and Al) and
elemental maps of (b) oxygen (c) aluminium (d) titanium and (e) titanium and aluminiunoverlay

on powder A prepared with a DPR of 4.5:1

Figure 45 shows the XRD spectra of theradled powders (Al and Tig) with three
different DPRs. The results show that no chemical reaction has occurred between the

Al and TiGQ; after 4 hours milling.
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Figure 4.5: XRD patterns of asmilled composite powder A (producedusing 300g mixture of
TiO, and Al) with DPRs of (a) 22:1(b) 13:1(c) 4.5:1

A largedisc to powder weight ratiODPR) imparts more impact enerd¢y the powder,

which in turn causes more internal energy/internal strain and a finer grain size. This
was confirmed by the broadened and overlapped peaks observed in XRD patterns
obtained from the samples milledtivdifferent DPRs as shown imgf 4.5. The only
phases shown by the XRD pattern were Al and,TpBases, suggesting that the
chemical reaction between Al and Ti@d not occur to any significant extent during
milling. The XRD patterns of the anilled powder also showed some unknown peaks

of very low intensity and these peaks are most likely from the impurities in the
starting powders. Similar peaks were also reported as unknown in an earlii8$tudy

using a similar powder composition.

The effect on the degree of intermixing when milling @és amount of powder was
also investigated. The degree of intermixing was evaluated forg500asmilled
powder(using larger discsyith disc to powder weight ratio of 131 and a milling
time of four hours. The results (fig.6) show thathe increasg amount of powder
from 300 g to 500 g, there was not a significant difference in the degree of
intermixing of Al and TiQ, only a few particles showed a low level of mixing but
generally the powder remained homogenous. An XRD patterrd(figfrom a sarple

of the 500g batch of asnilled powder after 4 hoursiilling time using a DPR of
13.2:1 is the same as that for the 390f powder(fig. 4.5a).This also indicates that

the increased amount of powdkresnot significantly affecthe phase constituenof
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the asmilled powder A.The asmilled powder A had a mean particle size of 14.4 um

and a particle size range of 1 um to 100 pm.
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Figure 4.6: (a) SEM micrograph of mechanicaly milled composite powder A (produced using 500
g mixture of TiO, and Al) after 4 hour milling with a DPR of 13.2:1with elemental maps of (b)

oxygen (c) aluminium and (d) titanium
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Figure 4.7: XRD pattern of as-milled composite powder A (produced using 509 mixture of TiO,
and Al) with DPR 13.21 after 4 hours of milling
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4.3.2b Powder B

Based on thénvestigations already described, on the effect of various milling times
and milling intensities (DPRs) on the degrof intermixing of Al and Ti® using
powder A, fourhours of milling time and DPR 132(larger discs sizelere selected

to produce 50@ of powder B.
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Figure 4.8: (a) SEM micrograph of mechanically milled composite powder B (produced using a
5009 mixture of TiO, and Al) after 4 hours milling with a DPR of 13.21 with elemental maps of

(b) oxygen (c) aluminium and (d) titanium

Figure 48 shows a micrograph (fig. 4.8aj the cross section of powder B produced
after 4 hourdiscus milling with a DPR of 13:2 along with the elemental maps of
oxygen, aluminium and titanium (figs. 408 ¢, d) The asmilled powder exhibited a

high level of intermixing and fine particle size affehours milling. However some
larger but well mixed particles were also present in thmided powder B.Figure

4.9 shows that the larger particles in the composite powder are the result of
agglomeration of fine particles. The composite structure ofpthveder particles is
homogenous and the boundary between Al and Té&d not be seen clearlyhe as
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milled powder B had a mean patrticle size of 19 um and a particle size range of 1um

to 700 um. The larger size is most likely recorded as a result of aggliton.
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Figure 4.9: SEM micrograph of mechanically milled composite powder Bafter 4 hour milling

with DPR 13.21

Figure 410 shows the XRD pattern of the powdeafBer four hous milling time with
a DPR of 13.2. The only phases observed in the XRD were Al and, THis
suggests that after 4 hours milling no chemical reaction has occurred between Al and

TiO,. EDAX analysis shows that the particles mainly contain Al, Ti and O.
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Figure 4.10: XRD pattern of as-milled composite powder B(produced using 500g mixture of
TiO, and Al) after four hour milling time with DPR 13.2:1
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4.3.3. Thermal analysis of the aamilled powders

4.3.3a Powder A

(c) DPR =22:1

(b) DPR = 13:1

(@) DPR = 4.5:1

Temperature difference (arb. unit, °C)
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Figure 4.11: DTA traces of asmilled powder A (produced using a 300 g mixture of TiQ and Al)
with DPRs of (a) 4.5:1(b) 13:1(c) 22:1

The DTA traces of theasmilled powder produak usingDPRs of 13:1 and 4.5:1
showed an endothermic peak with a peak temperature of abo?CG6§. 4.11). The
position of the peak suggests that it is caused by Al melting, with the higher DPR of
13:1 showing a slightly lower melting temperature. TD€A traces also show
exothermic peaks. Their intensity and position depends upon the DPR. In the case of a
DPR of 22:1, two exothermic peakse observed. The first exothermic peak is
stronger with an onset temperature of about B8Gnd with a peak tempaure of

about 602°C, while the second peak becomes weaker with an onset temperature of
about 765 C with peak temperature 88C. The first exothermic peak at about 602°C

in this study is much lowehan the one reported by Liuat [6] and Zhang edl. [4].

The lowering of first exothermic peak in this study is due to the increased level of
mixing between the starting powder mixture (amount of charged powder was only
300gm). However the peak values (onset temp and peak temp.) were found to be
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similar to those from another stydby Whelham [1] The homogeneity of the
elements/starting powder is the most important factor in the enhancement of the
reaction. A further, lowering of the temperature mainly resulted because of an
increase in interfacial areané shortening of diffusional path length between the
starting powders. In the case of 13:1, the first exothermic peak is weaker with an onset
temperature 563 °C with a peak temperature @hile the second peak in stronger
with an onset temperature df@ut 833 °C and a peak temperature of about @30n

the case of 4.5:1, the only exothermic peak was found at an onset temperature of
about 903 °C. As the milling intensity increases, there is a peak shift from 903 °C to

765 C for the second exothernpeak.

Previous work from Ying et al. [2] has reported that no reaction oduemgeen
mechanically milled Al and Ti@during heating at temperature 500. At 700 C the
formation of AETi is reported suggesting that the first exothermic event in the DTA
traces (fig. 4.11) is due the reaction between Al and,f®ming AkTi. The reaction
between AITi and TiG is reported to complete from 1000 -1200 °C with the
formation ALOgs, Ti rich phase, BAl and TiOsuggesting that the second exothermic
reactionin DTA traces is due to the formation of these phasesy et.al [2] reported
that the formation of TiO is likely caused by the surface oxidation-afichi metallic

phases during heating at higher temperature.

Temperature difference (°C)

200 400 600 800 1000

Temperature (°C)

Figure 4.12: DTA traces of asmilled powder A (produced using 500y mixture of TiO, and Al)
after four hours of milling with DPR 13.2:1

Increasing the amount of milled powder A from 3p® 500g brings a change in the
DTA curve of powder A milled with a DPR of 13:1 (fig. 4.12). This shows the
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appearance of an endothermic peak at a temperature of abd® @nd two similar
exothermic peaks with different intensities and positions compared with the DTA
curve for 300g of milled powder A with a DPR of 22:1 (figl.11c). The position of

the endothermic peak at 670 °C suggests that it is caused by the melting of aluminium.
The first exothermic peak with an onset at about 609 °C is relatively weak. This is
overlapped by a ging endothermic peak. The second exothermic peak is stronger
with an onset of about 831 °C and a peak temperature of about 888 °C. The first
exothermic reaction is caused by the formation ofTARs a result of a reaction
between TiQ and Al while the seond exothermic reaction is caused by a reaction
between AJTi and TiQ, forming Al,Os, Ti rich phasesTisAl and TiO.

4.3.3b Powder B
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Figure 4.13: DTA traces of asmilled powder B (produced using 5003 mixture of TiO, and Al)
after 4 hours milling with DPR 13.2:1

Figure 413 shows the DTA trace of the powder B aftaur hours milling with DPR
13.21. The DTA curve shows an endothermic peak with a peak temperature about
663°C. The position bthe endothermic p&asuggests that it is caused by the melting

of aluminium An exothermic peaklith an onset temperature of about 600 °C and a
peak temperature of about 673 is overlapped with the endothermic pellamali et

al. [9] also reported an exothermic peak at 683n the DTA trace of powder ball
milled for 5 hours, with the formation of TiAl,03 as a result of single step reaction.
This suggests that the exothermic peak in the DTA trace of powder B is due to the
formation TiAl and AbO3 phases.
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The above theral analyses are very useful in describing the nature of
reactions/phases resulting during controlled/ uniform heating of theillesl
powders. In this study, aelfpropagating high temperature synthesis (SHS)
combustion reaction is used to react themdled powders which involves
uncontrolled heating. In this case, the above discussed DTA curves (under controlled
powder heating) will not be suitable to depict the nature of the various phases formed
in combustion reacted powder. However, this study dakpfbl for understanding
powder behaviour under controlled heating.

4.3.4. Characterisation of the combustion reactedpowders

4.3.4a Powder A

Figure 414 shows the cross sections of the combusti@cted powder particles

which wereproduced from 30@ of asmilled powder after 4 hours milling using

DPRs 22:1 and 13:The batch milled with a PR of 4.5:1 failed to react due to poor
mixing between Al and Ti@powders.

Figure 4.14: SEM micrographs of the combustion reacted composite powder Apfoduced using a
300g mixture of TiO, and Al) after 4 hours milling with DPRs (a) 22:1 (b) 13:1

An XRD analysigfig. 4.15) of the reacted powders with DPR 13:1 and 22:1 showed
that there are three types ofgsles, a dominant AD; phase, a Ti phase and TiThis

was further confirmed fronEDAX analyses (table 4.1) which shows that the dark
area contains a very high atomic percentage of oxygen and aluminium with
considerable atomic percentage of titanium. Ithisrefore likely to contain oxide
phases of AlO; and TiO. The atomic percentage of Ti in the dark area is higher in the

case of a reacted powder produced with a DPR of 22:1 than one produced with a DPR
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of 13:1. The increase in Ti concentration is mokelli due to a higher level of
intermixing in the powder with a DPR of 22:1. The darker phase revealed a patrticle
size of 4 um in both types of powders. The light area in these powders contains a
high percentage of Ti with Al and oxygen. It is thereftikely to be Ti(Al,O), a Ti

phase with dissolved Al and oxygen. It was also noted that these two major phases
form a continuous and homogenous interpenetrating network throughout the feedstock
powder.Based upon the XRD and EDAahalysisof the combustin reactegpowders

after milling with DPRsof 22:1 and 13:1jt was found thathe powders consisted
predominantlyof the metallic phase Ti(Al,O) and a ceramic phAsgO; with some

TiO.
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Figure 4.15. XRD patterns of combustion reacted powder A produced from 30@ of as milled
powder with DPRs of (a) 22:1 (b) 13:1

Figure 4.16: SEM micrographs of the crosssection of the combustion reacted powder A
produced from 500 g of asmilled powder with DPR 13.21 after 4 hours milling (a) multiple

particles and (b) single particle
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Figure 416 shows the combustion reacted powder A which was produced frog 500

of asmilled powder after four dursof milling with a DPR of 13.2.. The combustion
reacted powder has a continuous interpenetrating network of dark and bright phases
with a similar composition to the 300 g batch milled powder. Moreover, a darker
phase also revealed a particle size ef im The XRD pattern (fig4.17) from
combustion reacted powder, froduced from 50@ of asmilled powder with a DPR

of 13.21, also confirmed the presenocéTi, Al,O3; and TiO phasesBased upon the

XRD and EDAX analysis of the combustion reacted powdé&es milling with DPR

13.2:1, it was found that the powders consisted predominantly of the metallic phase

Ti(Al,O) and a ceramic phase & with some TiO

300

¢t g 0 5 6 Al
250 A s & Ti
Yy TiO
( Dz wunk
200 A s
=Y 0
b
= 150 A
@
£ 5 y
100
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0 T T
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Figure 4.17: XRD pattern of combustion reacted pwder A produced from 500g of asmilled
powder with DPR 13.21

This also confirms that an increase in the amount ehéied powder A from 30Q
to 500g (DPR 13.21, 4 hrs milling) followed by a combustion reaction did not effect
the types of phases foed.

4.3.4h Powder B

Figure 4.18 shows the SEM micrographs of the combustion reacted powder B

particles with two dominant phases a brighter phase and a darker phase. Within the
particles the darker and brighter phases are mostly interpenetrated expect for few
regions where the brighter phase is continuous with few particles of the darker phase
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andthus creating a nehomogenous structure. The Rbamogenous structure is most
likely due to a lesser degree of intermixing between the starting powders or due to

processing temperature (SHS) conditions.

-"/“Q:“II AN ] ; e
100um 20.0kV T5.0min x900 SE(M.-50)

Figure 4.18. SEM micrographs of the cross section of the of combustion reacted powder B
particles produced from 5009 of asmilled powder with DPR 13.21 after 4 hours milling (a)

multiple particles and (b) single particle

Figure 4.19: Elemental maps of combustion reacted powder B (a) SEM micrograph and
elemental maps of (b) oxygen (c) aluminium and (d) titanium
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Chapter four: Powder processing and characterisation

The elemental maps (figh.19) and EAX analyss (fig. 4.208 of the combustion
reacted powder B show that the lighter phase had a high percentage of Ti and a low
percentage foAl while the darker phase had a high percentage of aluminium and
oxygen with a very low percentage of titanium. This suggests that the darker phase is
Al,O3 and the lighter phase #&metallic phase consisting of titanium aluminide based

intermetallic conpounds. The darker phase also revealed a particle sizé pirl

TiAI(O)
TisAIO

IIIIlIIII.I

20.0kV 15.0mm x4.00k SE(M-50) 10.0um™
(b)
1400 * 0 ALO,
1200 *TiAl
1000 o v TiAl

+unknown

20 30 40 50 60 70 80 90 100
2 Theta (degree)

Figure 4.20: (a) SEM micrograph of the combustion reated composite powder B andb) an XRD
pattern of the combustion reacted powder produced from 500 g of awilled powder with a DPR
of 13.2:1

The XRD analysisfig. 4.20b) of the reacted powder shows that there are three types
of phases in the structure, a dominantQl phase and metallic phases TiAl, and
TisAl. The formationof a Ttrich aluminide (TiAl) indicates that there was not
enough Al for the formation of TiAl. This is possibly due to the loss of some Al,

which sticks to the walls of the milling bowl (due to a lower amount of PCA), and
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also due to some irthomogenousnixing between the starting powders after 4 hours

milling time. Combing the XRD and of EBRX analysis results it is fairly certain that

the lighter phase is metallic and consists of TiAl(O) and\I{O) whereas the darker

area is AlO;. EDAX analysis also anfirmed that the lighter areas where the

interpenetrating phase was absent (a-m@mogenous structure) mainly consists of
TiAl/Ti 3Al with low amount of oxygen (0.00at%.39at%).

Based on the EDAX analysis, the major phases present in each type ofdeedsto

powders are tabulated in table 4EDAX analysis tabulation is based on an average

value of three readings for each phase. The standard deviation of the data was also

taken into account.

Table 41: EDAX analysis of various phases of combustion reacted powders

As- Disc to Elements (At%)
Feed milled powder Visible
stock powder weight hases Major phases present
powder | weight ratio P (o] Al Ti
(gm) (DPR)
291 Dark/particle | 32.18 + 2.89 37.38 £5.00 30.43+7.89 AlL,O4/TiO
300 (larger
discs i ;
) Light with O | 24.50 + 4.66 20.78 +£10.69 | 54.69 + 15.35 Ti(ALO)/TI(O)/TisAKO)
Dark/particle | 57.21 + 3.27 23.66 £ 6.78 19.12 +4.23 ALOJTIO
A 13:1
300 (smaller Light with O | 29.45 +12.52 15.28 +7.86 | 55.26 + 18.04 | Ti(Al,O)/TisAl(O)/Ti(O)
discs)
Egvhé""'th 3.47+3.81 14.89+0.74 | 81.63+4.56 | Ti;Al(O)/Ti(O)
13.2:1 Dark/particle | 59.82 +5.42 32.00+4.84 | 8.18+4.20 Al,O4 TiO
500 (larger
discs) Light with O | 23.49 +13.26 22.67+0.88 | 53.84 £12.46 | Ti(Al,O)/TisAl(O)/Ti(O)
Dark/particle | 54.86+0.40 | 4429+330 | 0.84+2.14 é\f'zT?é""'th small amount
13.2:1
B 500 Light with O | 39.36 + 5.67 38.75+2.84 | 21.88+3.21 | TiAl (O)/Ti(O
(larger
discs)
Light with + + + Al Al
low O 0.00 £ 2.40 43.11+1.28 56.88 +1.12 TiAl (O)/ TizAl (O)
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4.3.5. Thermal analysis of the combustion reacted powders
4.3.5a Powder A

Figure 421 shows that there is no peak after heating the powdets Lp00 °C,
which is an indication that the combustion reaction was complete and there was no
composite powder left ureacted. ADTA trace of the combustion reacted powder
producedfrom a 500 g batch of asnilled powder also gave a similar result,

confirming that no powder was left waacted after the combustion reaction.

(b)

Temperature difference (arb. unit, °C)

T T T T T
200 400 600 800 1000
Temperature (°C)

o

Figure 4.21: DTA traces of the comlustion reacted powder A produced from 300 g of amilled
powder with DPRs of (a) 22:1 and (b) 13:1

4.3.5b Powder B

Temperature difference (°C)
-

0 200 400 600 800 1000

Temperature (°C)

Figure 4.22: DTA traces of combustion reactecpowder B produced from 500g of asmilled
powder with DPR 13.21 after 4 hours milling
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Figure 422 shows the DTA traces of the combustion reacted powder B produced
from 5009 of as-milled powder with a DPR of 13.2 after 4 hours milling. This
result also confirmed that there is no peak after heatingdhelgr upto 1000 C,

which is also an indication that the combustion reaction was complete and that there

was no powder left ureacted.

4.3.6. Morphology, size distribution and flowability of combustion reacted

powders

4.3.6a Powder A

Figure 4.23. Macrograph of the combustion reacted powder Aproduced from 500 g of agmilled
powder with DPR 22:1)before ball milling

Figure 423 shows the macrograph of combustion reacted powderodluced from

500 g of agmilled powdemwith DPR 13.2:1)efore ball milling. These large lumps of
powder were crushed by ball milling to prepare the feedstock for thermal spraying
with good flowability. Figire 424 shows the SEM images of the particle morphology
of the fine feed (<5 um) whid resulted after 1Bninutesof ball milling. Powder

with this size and morphology was unable to flow through a flowmeter. The surface
texture and shape of the particles is clear from the SEM images. In geaieks

are seen to be angular with roughrfaoes which contributed towards the poor
flowability. The particle size distributions of the fine feed wag5<um after 15min

of ball milling and the distributions ifigure 4.25 show that the particle size ranged
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from 0.9um to 125um. The median padie diameter of the fine feed is about 30.9
pum. The fine feed comprises about 90% of the partisiiéis a sizeless than 72um

and 10% of the particlesreless than 10 um. The very fine particles of less than 10
pm were largely responsible for the poawiability of this feedstock powder.

Figure 4.24: Particle morphology of combustion reacted ball milledpowder A (produced from
500 g of asmilled powder with DPR 13.21) with fine feed (<75 um) (a) SEM micrograph (b)

Back scattered image
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Figure 4.25: Particle size distributions (a) frequency (b) cumulative of powder A fine feed 45

pm after 15 min ball milling
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Figure 426 shows the SEM back scattered micrograph of the particle morphology of
the fine feed <5 um after agglomeration and sieving tol€6 um. Agglomeration
resulted in an increase in the effective size of the particles. The fine anguleeparti
before agglomeration (figd.24) were turned into nearly spherical particles which
improved their flowability. Due to the use ofnater soluble binder PVA (polynyl
alcohol) for agglomeration, it was not possible to determine the particle sizis of th

feed using a size analyzer.

Figure 4.26: Particle morphology of combustion reactedpowder A fine feed (<75 pm) after

agglomeration with 2%PVA and sieving to <106 pm

Figure 427 shows the particle morplogy of the combustion reacted and ball milled
coarse feed (12m > size> 75 um) after 15min milling. This had good flowability.
The coarse feed consists of two types of particles, irregularly shaped and with smooth

surfaces while the others are irr&gly shaped with rough surfaces.

Figure 4.27: Particle morphology of combustion reacted powder A coarse feed (128n > size>

75 um) after 15 min ball milling
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Figure 4.28shows the patrticle size distriboiis of the coarse feed (1§80 > size>

75 um) after 15min of ball milling. The very fine particles are in the range of about
0.98 um to 6.0 um while the coarse particles are in the range @ihd20 198 pm.
The median particle diameter of the coarse fisedbout 119um. The coarse feed
mainly consists of about 90% of the particles less than ii2and 10% of the
particles less than about §n. The fine particles within the coarse feed might have
resulted from the separation of fine particles which vesreapped within the rough

particles surfaces.
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Figure 4.28. Particles size distributions (a) frequency and (b) cumulative of powder A coarse feed

125um > size> 75 um after 15 min ball milling

Figure4.29 shows the morphology of the combustion reacted powder A (feedstock)
for thermal spraying which had goobbwability. The feedstock largely consisté

fine agglomerated particles with rough surfaces along with coarse partidles wi
smooth or rough surface¥he feedstock powder size range could not be measured
using a particle size analyzer because the binder used to agglomerate the powder is
water soluble. However SEM analysis (fig.4.30) indicates that the size range of

powder isgenerally less than 50 um with a few particles between 50 um and 100 pm.
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The average flowability of the powder A feedstock based on ASTM standard(3213
[10] was 50g/109s.

Figure 4.29: Particle morphology of combustion reactedpowder A (feedstock) for thermal

spraying

I e iEstrt (5d 1.V 1

20.0kV 15.0mm x200 SE(M,-50) 200um

Figure 4.30: Combustion reacted powder A (feedstock) for thermal spraying
4.3.6b  Powder B

Figure 4.31shows a macrograpsf combustion reacted powder(groduced from 500
g of asmilled powder with DPRL3.2:1) before ball milling in the porous form with
small granules. The combustion reacted powder was subjected to crushing using ball

milling to prepare the feedstock for theahgpraying with good flowability.
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Figure 4.31: Macrograph of the combustion reacted powder Eproduced from 500 g of asmilled
powder with DPR 13.2:1)before ball milling

Figure 4.32hows the SEM imaged the particle morphology for the fine feed T8

pm) after 15min of ball milling. This powder was unable to flow through the
flowmeter. In general most of thparticles are seen to be angular with rough surfaces
and this is likely to have contributed tamds poor flowability. The particle size
distributions (fig 4.33 of the fine feed (<5 um) after 15min of ball milling ranged
from 0.7um to 150um with a median particle diameter of about4b. The fine feed
consists of 10% of the particlesth sizeless than 1um which is also responsible for

the poor flowability.

Figure 4.32: Particle morphology of combustion reactedand ball milled fine powder B (produced
from 500 g of as-milled powder with DPR 13.21) with fine feed (<75 pm) (a) SEM micrograph
(b) Back scattered image
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Figure 4.33: Particle size distributions (a) frequency (b) cumulative of powdr B fine feed <75

pm after 15 min ball milling

Figure4.34shows an SEM back scattered micrograph of the particle morphology of
the fine feedk 75 um after agglomeration and sieving t@66 um . Agglomeration
resulted as an increase in the size of th#ighas. The fine angular particles before
agglomeration (fig4.32) were turned into a more spherical shape which improved
the flowability. Due to the use ofwater soluble binder PVA (polnyl alcohol) for
agglomeration, it was not possible to detementhe particle size of this feed using a

particle size analyzer.

Figure 4.35shows the particle morphology for the coarse feed (I85> size > 75

pm) component of combustion reacted powder aftamiktbball milling. This showed
good flowabity through the flowmeter. The coarse feed consists mostly of particles
with irregular shape and smooth surfaces.uf@g4.36 shows the particle size
distributiors for the coarse feed component of (12b > size> 75 um) powder B

after 15min of ball milling The particles are in the range |5 to 250um. The
median particle diameter of the coarse feed is aboupt®20rhe coarse fegoowder
particle size distribibn has approximatel90% of the particles less than about 171

pm and 10% of the particles less than®d. The very fine particles, less than 10 um
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were not observed in the coarse feed of Powder B due to the smooth surfaces of the
particles which restried the tendency for the fine particles to become entrapped.

Figure 4.34: Particle morphology of combustion reactedoowder B fine feed (<75 um) after

agglomeration with 2% PVA and sieving to <106 um

Figure 4.35: Particle morphology of combustion reacted powder B coarse feed (1p5 > size>
75 um) after 15 min ball milling

Figure4.37shows the morphology of the combustion reacted powder B (feedstock) to
be used for thermal spraying. This morphology had good flowability. The feedstock
largely consists of fine agglomerated particles with roughasas along with coarse
particles with smooth or rough surfac@&ée size of the feedstock powder B from the

SEM measurements (fig.4.38) shows that most of the particles are less 50 yum but the
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amount of powder patrticles in the range of 50 um to 100 unrgeddhan for powder
A. The average flowability of the powder B feedstock based on ASTM standard
B21303was 50 g/104 ELO].
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Figure 4.36. Particle size distributions (a) frequency and (b) cumulative of powder B coarse feed

125pum > size> 75 um after 15 min ball milling .

Figure 4.37: Particle morphology of combustion reactedpowder B (feedstock) forthermal
spraying
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Figure 4.38 Combustion reacted powder B (feedstock) for thermal spraying

4.4, Summary

1 Two batches of composite powders were produced using two different molar
ratiosof TiO, and Al. On the basis of the investigations on the effedtisito
powder ratios (DPRs), a ratio of 1312and a milling time of 4 hours were selected
to produce two batches of homogenously intermixed composite powders 0f TiO
and Al. The SEM an&RD results of the amilled powders showed that there
was no reaction occurring after 4 hours of milling time. The composite powders
were completely homogenous and boundaries between dn@ Al particles

cannot be clearly seen.

1 A self propagation high taperature synthesis of the-aslled powder resulted in
Ti(Al,0)/Al ;03 and TiAl(O)/Al,O3 basedinterpenetrated phase composites. The
XRD analysis of the combustion reacted powders/interpenetrated phase
composites confirmed the presence of a Ti based meepdlase and an ADs
based ceramic phase. The Ti based metallic ap@;Alased ceramic phases were
continuous and exhibited an interpenetrated netwbidwever in powder B
powder particles showed a few areas where interpenetrating phases were absent
creating a nothomogenous structur@hermal analyses of the combustion reacted
powders showed that the combustion reaction was complete.

1 The combustion reacted powders were further processed to produce feedstocks
with good flowability, for thermal sprayingThe fine feeds resulting from the ball
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milling of combustion reacted powders were separated from the coarse feeds and
treated withan aganic binder consisting of 2% PVA (peinyl alcohol) to
produce agglomerated particles with good flowability. Feedstocks of composite
powders with good flowability and suitability for thermal spraying were

successfully produced.
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Chapter 5

Microstructure and Baracterisation of
Ti(Al,O)/Al ,O5 and TiIAI(O)/Al,O3

CompositeCoatings

5.1. Introduction

Thermalsprayed coatings are characteddy a layered microstructure consisting of
many individual deposits. The deposition processestieanmemechanical process
involving continuous bombardment of the substrate with fully or partly melted or
solid particles. Solid particles are not desirable because these particles rebound easily
or remain weakly connected to the rest of the coatings Tésults in the poor
mechanical properties of the coating. The molten particles deform, become lamellae
and solidify into columnar or fingrained equiaxial crystals. The lamellae have two
principle morphologies, pancake and flower. The solidification datbrmation
processes occur more or less simultaneously, however deformation stops when
particles become solidified. The deposition process results in a unique lamellar
microstructure consisting of deformed splats, oxide inclusion, voids/porosities -and un

melted particles.

In this research, a study afcoating surface and itsosssection was carried out to
characterise the depositSomposite coating characterisation was also helpful in
understanding the changes that occur from powder to coating aslaafethermal
spraying. The study of microstructure of the composite coatings in this work was also
very important due its strong influence on the performance of the coatings. The
characterisation work includes -sgrayed coating analysis (using XRD, SEM

microstructure evaluation, thickness and hardness measurements.
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5.2. Feedstocks for thermal spraying

Two types of composite powders containing different Ti based metallic phases with
Al O3 ceramic phase wengsed as feexfock to produce HVOF composite cogsnA

(A1, A2) and B. Composite cding references with their festbck details are
explained further inable 5.1.

Table 5.1: Composite coating referees with their feedtock details

As-milled
Coatings Powder feedstok PVA agglomeration | powder (TiOy/Al)
(@)
Al ] No PVA 300
TI(A',O)/A' 203
A2 2% PVA 500
B2 TiAI/Al ;05 2% PVA 500

5.2.1. Spraying parameters

HVOF spraying conditions focoatings producedit Triple R Engineering-td.,
Palmerston Northot makecoaing Al from the feedsck powder produced from

300g of asmilled powderis shown in table 5.2.

Table 5.2: HVOF spraying parameters at Triple R Engineering Ltd.

Equipment Model JETKotell

Powder feed rate 2.44 unit

Carrier gas N> (85%)

Fuel Gas Propane &Hsg (82%)
O, 42%

HVOF spraying conditions for coatings produced at Holster Engine€mgLtd,
Tokoroa to produce coatings A2 an@ Bom feedstock pwders each produced from

500 gof asmilled powderaregiven in table 5.3.
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Table 5.3: HVOF spraying parameters at Holster Engineering Co. Ltd.

Gun type GMA Microjet
Spraying parameters Pressure (MPa) | Flow rate (I/min)
Oxygen pressure 0.69 42
Fuel pressure (ppane) 0.35 24
Carrier gas pressure (N2) 0.69 38
Powder feed screw 110 rpm
Stand off distance 76-100 mm
Number of passes for Ti (bond coat) 2
Number of passes for composite coatini 6

5.2.2. Substrate condition

Heat treated H13 tool steel was grit blasteidgig\l,O; (36 grit) at an air pressure of
0.17 MPa and this gave a surface roughness (Ra) of 5.20 um.

5.3. Results and discussion

5.3.1. Surface topography

The surface topography ¢ie HVOF sprayed coatings A@nd B produced from
feedstockpowders Ti(Al,O)/AbO3; and TiAI(O)/Al O3 respectively was studied using
SEM. Both ¢ the HVOF sprayed coatingsad similar arface topography although
feedstockpowders of different composition were used to form different coatings.
Figure 5.1 shows the overall surface topographyhe assprayed composite coating
A2 on H13 tool steel which is typical of coatiAd andB2 as well.

Coating A2 was composed of well deposited flat areas and sloping areas. The flat
areas (marked by a solid rectangle) derive from the impact of molténlgmmith

the substrate. The surface morphology of the coating indicates that the particles were
in a fully moltenstatewhenthey transferred to the substrates no powder particle
features were observed on the coating surface. The size of the sigiatstiog from

the impact of superheated particles varies due to the different particle sizes in t
powder feedstockThe sloping areas (marked by a dashed rectangle) originate from a
pile up of splats and the debris resulting from the splashed splats.
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Figure 5.1: SEM surface toparaphy of assprayed coating A2

Figure5.2 shows a high magnification imagetbéflat area of coating A2 witintra-
splatmicro cracks and porositieghe splashes of fine debris particles can also be
seen due to the impaof molten particles. Thentra-splat microcracksmost likely
resulted fromthe residual shrinkage or thermal stresshse to the difference of
thermal expnsion coefficient of various phases present in the coating. The high
magnification image of the slope area of coatir®gnBth marked porosity is shown in

fig. 5.3 whereashieintra-splat cracks, intraplatporosities and splashes of fine debris
are shownn fig. 5.4. The porosities in both types of coatingsahd B are generally

less tharBum. Powder made by a self propagating high temperature reaction (SHS)
generally contains porosity. After thermal spraying, this porosity persists asdta

porosty (fig 5.2).

Figure 5.2: SEM surface topography of flat area of asprayed coating A2 with intra-splat cracks

(green arrows), intra-splats porosities (blue arrows) and splashed fine debris (red arrows)
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Figure 5.3: Surface toparaphy of assprayed coating . Slope area with porosities indicated by

arrows

?'é

-.V :' obks- 150)+;

Figure 5.4: SEM surface topography of assprayed coating B2 with intra-splat cracks (green

arrow), intra -splats porosities (blue arrows) and splashes of fine debris (red arrgw

The average surface roughness (Ra) of the coating A2 and B2 was about 5.56 um and

8. 05 em respectively. The surface roughne
comparable with the surface roughness of as sprayed (HVOF) NiCrBSi (Ra 6.8 um)

and CgCo-Ni (Ra 5.15 um) composite coatings for elevated temperature applications

[1, 2]. The roughness also depends on the initial powder particle size, where large
sized particles (seamolten form) produce rough surfaces compared to fine powder

deposits. The lagy powder particles in the feedstock used for thermal spaying of
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coating B2, compared with coating A2, is also responsible for the higher surface
roughness of this coating. Moreover, the higher surface roughness of coating B2 is
possibly due to the presenof more splashes consisting of fine debris particles which
were cast out from the splats (fig. 5.4) in this coating.

5.3.2. Surface analysis of the composite coatings

Surface analysis of the composite coatings was carried out using EDAX elemental
mapping. Elemetal mapping was done over the outer surfaces of the coatings to
analyze the compositional homogeneity. This is an important factor to understand the
corrosion behaviour the coating in molten aluminium.

A surface SEM image and associate chemical compositiapping for titanium,
aluminium and oxygen in coating A2 is shown in fig. 5.5. This shows a more uniform
titanium distribution within the interpenetrating phase network and areas where the
aluminium and oxygen distribution appears to be less homogenous. However, the

interpenetrating oxides are continuous.

Figure 5.5: (a) SEM micrograph of the surface coating A2 and; (bd) elemental maps of titanium,

aluminium and oxygen respectively

112



Chapter five:Microstructure and karacterisation of composite coatings

A surface SEM imageral associated chemical composition mapping for titanium,
aluminium and oxygen in coating B2 is shown in fig..3.6e SEM image shows that

the titanium matrix is homogenous, as in coating A2 but there is less homogeneity of
the interpenetrating oxide network.

R I A LY T T S

Figure 5.6: (a) SEM micrograph of the surface coating B2 and; (bd) elemental maps of titanium,

aluminium and oxygen respectively
5.3.3. Coating microstructure (cross sectional study)

Figure 5.7shows the crassectional microstructure of the double layer coating Al
produced from 30@ of asmilled powder (DPR 22:1) whout agglomeration of the
feedstock with PVA. The dark area withisible voids is the Ti (Al,ORl.0s
composite coatingvhile the light area ishe Ti coating (undercoat). The reason for
applying a Ti undercoat is to enable good adhesion of the campositing with the
substrateThe composite ating produced from this festbck was mostly patchy and

thin as shown in fig5.7a and the bulk ofhte coating was Ti only. The non uniformity

of the coating was due to the poor flowability of the very fine (average particle size 12
pm) composite powder through the spray gun. The Ti coating (undercoat) which was

produced using atomized Ti powder was alsa-uniform (fig. 5.7b)due to variation
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in the size of the atomized powder particles and this factor further contributed towards
the nonuniformity of the composite coating (topcoat). The average thickness of
single layer coatings was about 6 pm to 30, pvhereas the average thickness of the
double layercoating, Ti/Ti(Al,O)/Al ,03, was 75 pm to 113 pm.

Mounting resin Mounting resin

Tool steel 1 :
g AN i ‘ ’_) Composite
Cofnpesite S B e P coating
coatng Gie Tl <—>

3
e

\ 0. Thundercoat(,

Ti undercoa

. w

Figure 5.7: SEM micrographs of Ti/Ti(Al,O)/ Al,Os, a double layer coating A1 orH13 tool steel
produced from 300 g of asmilled powder (DPR 22:1) wihout agglomeration of the feedtock

with PVA (a) a patchy porous coating (b) coating on a noaniform Ti undercoat

Figure 5.8 SEM micrograph of cross section of composite coating Al with various phases
present. The dark area is Arich Al-Ti oxide and the bright area is Ti rich Al-Ti oxide and the

particles arealumina

The mmposite coating mainly consistetla bright phase (Ti rich ATi oxide), a dark
phase(Al rich Al-Ti oxide) andafew dispersed dark alumina parésl(fig 5.8. The
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