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Abstract

Development of a Self-Lubricating Plasma Sprayed Coating
for Rolling/Sliding Contact Wear

David V. Niebuhr

Supervising Professor: Paul Clayton

The friction and wear that occurs between wheel and rail
exacts millions of dollars out of maintenance budgets each year.
Standard lubrication practices have been found to be unreliable in
effectively lubricating curved track sections. Consequently, a
method of reducing cost and increasing rail life is of significance to
the railroad industry. Through the use of self-lubricating materials
and thermal spray technology a composite surface coating was
developed.

A 1080 steel coating provided a wear-resistant matrix, in
which to incorporate solid lubricants. The 1080 steel coating was
found to provide increased wear resistance and some friction
reduction (#=0.46 vs. u=0.5-0.7 for uncoated rail). The reduced wear
stems from the coatings resistance to degenerate into severe wear
modes. The wear rate of uncoated rail steel can be an order of
magnitude greater than that of a 1080 steel coating.

Three solid lubricant/steel coating systems were
investigated; graphite incorporated into 1080 steel, copper
incorporated into 1080 steel, and various polymers deposited over a
1080 steel coating. The structure of the coatings were evaluated by
metallography and wear performance. Metallographic analysis
included optical, SEM, and FIB. Polymer film analysis was performed
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with FTIR. Wear testing and friction measurement were
accomplished with the Amsler twin disk wear testing machine.
Coatings were tested against class C wheel stee} at 5% and 35%
slide/roll ratios, with contact pressures ranging from 700 to 1315
N/mm?2.

The work identified unique wear mechanisms for each coating
system. The friction reduction and durability of the graphite/steel
coatings was good at low slide/roll ratios. The copper/steel
coatings were unable to control friction and had limited life. The
polymer/steel coatings, particularly nylon/steel, had excellent
performance at a wide range of slide/roll ratios and contact
pressures. The nylon / 1080 steel coatings were applied to rail
sections for large scale and field testing.
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Chapter One
introduction

1.0 Objective

Thermally sprayed self-lubricating coatings are investigated
in this project. These coatings may have the potential to greatly
improve the rail road industry with respect to operating costs.
Friction and wheel/rail wear exact a large cost in maintenance
budgets. Consequently, a method of reducing cost and increasing rail
life concerns the industry. The emphasis of this project focuses
primarily on friction control by means of thermally sprayed surface
coatings. The reduction of severe sliding wear is also investigated.
These new coatings will be developed to reduce friction and sliding
wear at the wheel /rail interface. The applications of this work are
potentially far reaching.

1.1 Preface

The wear and friction that occurs between wheel and rail
costs the railroad industry millions of dollars each year. It was
estimated that the North American Railroads were spending $600
million annually for the replacement of deteriorated rails in the
early 1980's.1 A large portion of this spending was a direct result
of severe wear. Plasma spray technology coupled with solid
lubrication offers a potential, partial solution.

Plasma spraying involves forming an ionized gas of high
temperature and velocity. This gas accelerates molten particles of
metal or other material, to a substrate, to form a coating. The
process allows for unique compositions not otherwise possible.



Surface coating allows for unique properties at the surface which
may be undesirable in the bulk. Plasma spray is part of a larger
family of thermal spray processes which have wide reaching
industrial applications.

Long lasting composite coatings could reduce both wheel/rail
wear and are renewable. Solid lubricants such as graphite, copper,
or a polymer incorporated into or onto a steel coating may allow for
friction reduction. Large frictional forces have been blamed for
some low rail rollover derailments.2 In addition to reducing friction
and wear, plasma spray coatings may reduce or eliminate the need
for trackside iubrication. Current trackside lubrication is unreliable
and labor intensive to maintain, Plasma spray technology in the
form of surface coatings has never been applied to the severe rolling
/ sliding contact conditions between wheel and rail. Although there
is a high degree of uncertainty for success the work is justified by
the potential benefits.

A 1080 steel coating was developed initially to provide
reduced wear and act as a lubricant reservoir.3 It was believed this
coating could provide better lubricant retention, thus reducing
lubricant reapplication. The unlubricated steel coating provided
some friction reduction. More importantly though, this coating had a
wear rate an order of magnitude less than some uncoated rail
steels.4

The scope of this current project was to combine solid
lubricant materials with 1080 steel to form a self-lubricating
composite coating. The friction reduction obtained from the 1080
steel coating suggested the addition of second phase solid lubricants
could further reduce friction and wear. By dispersing a solid
lubricant within the coating a potentjal lubricant reservoir was
formed, which could renew itself as the coating wore. A solid
lubricant film was also applied to the coating surface, to act as a
barrier from steel on steel contact. When the coating was
completely worn off it could be reapplied.



The development of this coating would involve testing and
evaluating different solid lubricants in varying volume fractions.
The different coatings would be evaluated as to their wear life and
effect on friction reduction. This surface modification process could
extend the life of tracks and reduce the frequency of track
maintenance such as grinding.

This project draws from several disciplines. There has been
some research into the wear of the wheel/rail interface. Plasma
spray technology is its own field with many diverse applications.
The theory of friction has spanned five hundred years and is stilf
debatable. Lubrication, specifically solid fubrication, has been
explored by the space industry and is now branching out to more
common applications. The literature review attempts to cover the
relevant topics which directly relate to this project.

1.2 Literature Review

The literature review focuses on subjects which were studied
to understand the controlling mechanisms of the project. The theory
of friction and sliding wear was reviewed to understand the nature
of the interaction of two solids. The mechanisms of lubrication and
solid lubrication were integral to the coating development. The
types of solid lubricants are reviewed, with the emphasis on laminar
lattice structures (graphite, MoS;), soft metals, and polymers. A
review of coatings and plasma spray technology is also given.

Lastly, a review of related plasma spraved solid-lubricating
coatings is presented.

1.2.1 Friction

Friction plays a large role in the interaction of the wheel and
rail. Friction properties can change the performance of the train
even when wear is ignored altogether. The doubts of the adequacy of
friction were expressed in a practical way as early as 1812, when



the conventional design of wheel on track was questioned.4
Nonetheless, the worlds railways have operated within the
limitations imposed by the friction available between smooth steel
surfaces. The obvious need for friction is for traction and braking.
On PBritish Rail the limitations and unpredictability of friction are
reflected by operational rules. When exerting traction a friction
coefficient no greater than 0.22 can be relied upon, while for braking
a friction of no greater than 0.095 can be expected.4 Given the
importance and complexity of friction it has received much

academic as well as industrial investigation.

Basic observations of friction have existed over five hundred
years. The quantitative study of friction between two solids slid
against each other is believed to have begun with the work of
Leonardo Da Vinci.> He was probably the first to report that
frictional force is proportional to the load and independent of
surface area.> These two empirical laws are often associated with
Amontons who rediscovered them in 1699.6 Amontons added that the
frictional force was always equal to one-third of the normal load.”
He explained this result by assuming that irregularities on the
surface of the two bodies interlocked. (These irregularities though
had to be near macroscopic to be detected.) The motion needed to
lift the bodies over the interlocking asperities was equivalent to the
energy of the frictional force. Coulomb concurred with this theory
of interlocking asperities but believed the frictional energy came
from the whole surface being “lifted off” its aperities.

The idea of the entire surface moving up and down is incorrect.
Surface asperities will deform plastically, and this is the suggested
source of energy loss. The more recent view that friction had its
origin in surface forces and was due to molecular cohesion between
the solids was introduced by Ewing in 1892.8 Ewing considered that
friction was due to the reaction of molecular forces following the
molecular displacement. This theory received strong support from
the work of Sir William Hardy on static frictionin 1936. He
considered that the friction could be explained in terms of the



surface fields of the solids. The results he obtained using
lubricants were explained by assuming the lubricant caused a
reduction of the molecular field of force at the surface of the solid.

Early theories of friction were based on empirical
measurements and observations. The understanding of friction and
its mechanisms is still a much debated issue. Friction experiments,
which attempted to understand the components of friction, are often
highly dependent on the experimental parameters. Even today an
experiment’s results will only be valid in its own window of
parameters. Current theories and work have generally built on
Bowden and Tabor’s original friction model.

The publication of ‘Friction and Lubrication of Solids’ in 1950
provided the basis for modern studies of solid friction.® Bowden and
Tabor understood that in real surfaces there were many points of
real contact and that asperities would push past each other by
deforming rather than by displacing the bodies as a whole. Bowden
and Tabor divided the total friction force resisting sliding into two
components: a ploughing term Fp and an adhesion term Fa. Itis
believed these terms act synergistically since the sum of the
individual components does not always equal the measured friction
force.

The ploughing term (Fp) arises from the irreversible plastic
deformation of surface asperities as they push past each other.

The effect of ploughing is most easily observed when a hard

material produces grooves in a mated soft material. Energy is
dissipated through plastic deformation in metals. Polymers and
rubbers dissipate energy through an internal hysteresis.

Quantitative measurements of the ploughing term could only be made
using simple models. For example, sliding wedges, cones, or spheres
could simulate surface asperities. Bowden and Tabor postulated

that in the absence of adhesion the contact pressure everywhere
acted normal to the interface. If material pileup is ignored then pyp
(friction coefficient from ploughing term) is entirely dependent on



the geometry of the solids. The derivation of this is explained in
detail elsewhere.®

The adhesion term is (F,) is much more controversial. It is
very difficult to measure the minute force of adhesion between
solids. It is believed that adhesion arises when two asperities are
pressed together in intimate contact.'0.11 The junction is cold-
welded. To break this “weld” the asperity of the softer metal must
shear. Bowden and Tabor believed that the adhesion term was the
product of the real area of contact and the shear strength of the
interface. Thus, the Fa could approach the yield strength of the
softer material. This simple idea did not take into account plastic
flow at the interface. It is believed that the junction between
asperities grew to increase the real area of contact when 2
tangential force was first applied to a junction before sliding began.
This “junction growth” increased the true surface area of contact.
In brief, the adhesion term can be said to attract the opposing
surface, thereby increasing the overall contact and energy required
to overcome this contact.

When the adhesion term was examined by energy
considerations alone, the results were not consistent. The
fundamental work to overcome adhesion forces is the surface
energy, gamma, which has a value of about 1 J/m2 for metals. This
value is too small to account for the observed frictional forces.
There is a great deal not understood about adhesion and this has
caused the term to be viewed as less significant. In addition, the
friction theory is only that, a theory, and required some assumptions
so that it could be explained mathematically. Even with its limits
though, Bowden and Tabor provided the world with a fundamental
understanding.

Real world friction experiments of metals have suggested a
pattern of behavior. The sliding between most metal surfaces may
not be a continuous process but may proceed in a series of
intermittent jerks or “stick / slips”.12:13 The friction builds up to a
maximum during the stick and falls rapidly during the slip. The



nature of this motion is dependent on the intrinsic properties of the
metals and the measuring device. More important than the stick/slip
nature of metallic friction is the relationship of friction to physical
properties.

The behavior of friction is highly dependent on the relative
hardnesses of the two surfaces sliding against one another and the
sliding speed. One experiment suggested there are three
possibilities: hard metal sliding on soft, soft metal sliding on hard,
and like hardnesses.'®* When hard metal is slid on soft a ploughed
groove appears in the soft metal yielding a friction coefficient of
roughly 0.9. When a soft metal is slid against a hard metal
fragments of the soft metal are welded to the hard surface. The
hard metal remains relatively undamaged. The friction coefficient
was 0.7. This lower friction is due to a decrease of ploughing. All
of these tests are done at slow sliding speeds to minimize heat
buildup. If heat is a factor then the high temperature properties of
the materials must be taken into account. These friction
coefficients are observed for a particular test and again cannot be
applied universally.

The last case, similar metals running against similar, is very
dependent on the materials. if nickel or copper is run against its
self the friction coefficient is very high (1-1.5). The surface is
badly damaged, with ploughing and tearing evident over most of the
wear track. Similar metals will form junctions of equal strength,
thus when the junction is broken, material will be removed from
both surfaces. Also, the junction will be work hardened making the
junction harder than the bulk material. When the junction breaks
material will be removed from the bulk, yielding a larger removed
particle.

The sliding wear behavior of steel on steel is of the most
interest to the railroad industry. Steel on steel does not behave like
other similar materials.’415 The friction coefficient is around 0.5
if severe wear is avoided. This behavior is attributed to the fact
steel is a non-homogenous material. At the ym level the interaction



can be between ferrite, pearlite, or bainite. If pure iron or a
homogeneous steel such as austenitic stainless are slid, they will
behave much like other similar materials, with a large friction
coefficient (>1.0) and wear rate.

Work by Suhl6 investigated the friction behavior of hard and
soft metals worn against one another. Figure 1.1 illustrates the six
stages of friction incurred with sliding metals.1® in stage | the
value of friction is controlled by plowing of surface asperities, it is
[argely independent of material combination, surface condition, and
environment. In stage Il the friction begins to rise because of an
increase in adhesion. In stage Il the slope of the friction curve
rises due to the rapid increase in the number of wear particles
entrapped in the contact zone. Stage IV is reached when the number
of wear particles entrapped at the interface remains constant.
Newly formed particles replace those that are lost from the system,
this is generally the steady state for most metals during sliding.
Stage V and VI occur under certain conditions, for example, when a
soft metal is slid against a hard, stationary metal. The decrease in
friction marks the potential for each surface to become highly
polished and thus reduce the number of asperities formed.

The relation of soft and hard metal friction is of interest
because a soft metal was proposed as a potential solid lubricant.
The results of Suh’s experiments appear to be specific to the sliding
conditions and only deal with metals. Some general statements
about the stages of friction can be applied to other systems, such as
the low friction which occurs at the beginning of the test. This has
been observed in 1080 steel plasma-sprayed coatings. This
experiment approaches the friction model by looking at material
properties, wear history, surface topography, and the contributions
of adhesion and plowing term. This paper also illustrates how much
information is yet to be learned about friction.



1.2.2 Wear

Wear is the progressive loss of substance from the operating
surface of a body occurring as a result of relative motion at the
surface.'” This removal can be the result of chemical processes or
mechanical behavior of the material. These two classifications
encompass all forms of wear. Chemical processes include solution
wear, diffusive wear, oxidative wear, and corrosive wear.18 The
latter two are more commonly seen when sliding contact occurs and
a lubricating environment is present. The mechanical wear
processes include abrasive wear’2,20, which is the result of hard
particles rubbing against a surface. A simple model would be a
shovel moving sand.

Fretting wear occurs when two surfaces have oscillatory
relative motion of small amplitude.2? For true fretting the
amplitude of the movement should not exceed 75 ym.22 A good
example is a steel pin vibrating while holding a gear or shaft in
place. Erosion wear 23.24 js a form of abrasive wear, but arises from
the high kinetic energy of impinging particles. Particles are often
contained within a fluid. Grit blasting to prepare a steel surface and
abrasive deburring are forms of erosion.

Fatigue wear 25 is the result of cyclic loading and is a common
problem in aircraft wings. Rolling contact fatigue occurs by cyclic
loading combined with relative motion between bodies. For example,
subsurface cracks are formed in rails due to the repeat loading of
high tonnage wheels 26,27 Sliding wear is the result of two surfaces
being moved against one another.28.23 The mechanism involves
plastic deformation, crack nucleation, and propagation in the
subsurface. Brake pads pressed against rotors or drums are good
examples of sliding wear. Sliding and fatigue wear are the two most
common modes of wear failure in the rail road industry, and can be
sald to be the basis of this project. Given all the types of wear it
becomes obvious how complex wear systems can become.
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Early observations of wear, except abrasive wear, were
explained in terms of the adhesion theory.30 This theory is similar
to the adhesion theory of friction explained by Bowden and Tabor.31
The wear of materials is a result of welding asperity junctions,
which create a hemispherical wear particle near the junction when
the weaker material fractures. The adhesive theory of wear was
governed by Equation 1.30

[Equation 1.1.] V=K (LS/3H)

where: V = wear volume
L = applied load
S = sliding speed
H= hardness of material
K = wear coefficient

The term K was the result of empirical observations. It is generally
expressed as an order of magnitude, 10-4 to 10-3 for sliding metals
and 102 to 101 for abrasive wear. This model does not account for
microstructure or surface topography (roughness), nor does it take
into account how different sliding conditions will effect wear.

Also, this equation implies softer materials will wear faster than
harder materiais. There are some exceptions where softer metals
have lower wear rates. The soft babbitt material used in automotive
engine bearings has a lower wear rate than the opposing hardened
steel crankshaft or camshaft. Another example is illustrated in
Figure 1.2 showing how the wear rate of a high speed tool steel is
greater than that of a softer 60-40 brass.32 The adhesive theory
model of wear, given its limitations was revised.

The delamination theory of wear introduced by Suh provided
the basis for the modern explanation of sliding wear.33 The theory
is based on the behavior of dislocations, subsurface void and crack
formation, and shear deformation of the surface. The theory divides
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the wear process into five events which lead to loose wear sheet
formation.

Two surfaces which come into contact will transfer normal
and tangential loads through their contact points. The softer
material is deformed and fractures causing asperities; a smooth
surface is generated between the two surfaces initially. The second
event introduces plastic deformation in incremental steps as the
surface is cyclically loaded. The deformation grows into the
subsurface. The third event is the formation of cracks which
nucleate below the surface as subsurface deformation continues.
Crack nucleation does not occur very near the surface due to
compressive stresses below the contact region. The fourth event is
the propagation of cracks, which join other neighboring cracks to
form a large network. Figure 1.3 illustrates the process of wear
particle formation.33 In the final event a critical crack network
size is reached and material is removed. The size of the wear sheet
is determined by the depth of subsurface crack growth. The wear
rate thus is controlled by the crack nucleation rate or the crack
propagation rate, whichever is slower. This theory aids to explain
the microscopic events which occur during sliding wear.

Looking beyond Suh’s model, the nature of solid wear is very
complex. Physical damage and chemical attack often work in
tandem, as well as different wear modes. Regardless though of the
wear mechanism, the condition of the sliding surface strongly
influences how the material will behave. Metals will usually be
covered with a film of oxide, which is covered by a second film of
adsorbed gases and oils.32 Polymer surfaces may contain water, and
are commonly covered by mold reiease agents, oils, and gases.34
These thin adsorbed layers are on the order of 10 nm. Despite their
seemingly insignificant thickness, they play a large role in the wear
behavior of materials. Just as oxides act as solid lubricants to
reduce friction, so too will adsorbed films help reduce friction and
wear. Oxide layers when worn away will reform. The speed at
which they reform is controlled by sliding speed and temperature.



As sliding speed increases there is less time for the oxide layer to
repair itself, but as temperature increases the rate of oxide
formation is accelerated (assuming an oxygen environment).
Polymers will form a continuous layer of adsorbed gases during the
wear process. In a vacuum both metal and polymer can exhibit
degrees of wear orders of magnitude greater than in ambient
conditions due to absence of surface contaminants.

In wear of the wheel and rail there also exists a high degree of
surface contamination. Absorbed gases, oxides, and suifides are
amongst the many contaminants. Figure 1.4 is a schematic of two
surfaces in intimate contact.32 The adsorbed films provide a
boundary layer between the opposing metal asperities. Experiments
have been performed to identify the effect of surface contamination
to wear rate and friction coefficient. Lubricating oils placed on rail
road tracks are altered to form a solid film of wear debris.35 This
solid film is believed to consist of organic matter, degraded
lubricant, and wear debris. The tenacity of this film allows it to act
as a type of solid lubricant between wheel and rail. Rain and organic
material, commonly in the form of fallen leaves, aid to the corrosion
wear of rails. Water and oil as lubricants can force their way to the
subsurface. This may accelerate crack propagation that results
from fatigue wear by generating hydrodynamic forces at the crack
tips.

In the study of rail wear and attempting to assess different
fevels of wear damage Bolton and Clayton simulated wheel /rail
wear in the laboratory using the Amsler wear testing machine.36
Three distinct wear modes were defined in this work, and are
referred to throughout this thesis. Type | wear is the mildest form
resulting in debris of both oxide and metal particles in a constant
proportion. This mode approaches true oxidative wear, where
material is removed by the progressive growth and breakdown of a
continuous oxide film, when contact pressure and creep values
remain low. Type |l wear was characterized by completely metallic
debris showing a much smaller mean particle size but a wider range
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of particles sizes as compared to Type |. In addition there is metal
transfer and a rougher surface topography. Type llf wear is the
severest and is marked by prominent score marks on both the wear
surface and on the debris. There is localized evidence that material
has been gouged out of the surface. This form of wear is
unacceptable in any application and marks a rapid degradation
process.

The general theories of both adhesive 37 and delamination 33
wear are difficult to apply to wheel and rail wear in curves. For
example, most wear theories do not deal with combined rolling and
sliding. Also these wear theories assume plastic flow is limited to
thin surface layers or asperities.38.3% Full scale wheel /rail wear
testing by Jamison 40 confirmed previous data 41 that wheel rail
wear is a synergistic effect of stress and creepage. When a critical
combination of the two is reached wear is greatly accelerated.
Jamison also showed that humidity had a definitive effect on wear
rate, with low humidity (< 25%) increasing mild wear by a factor of
6 to 10, over high humidity (> 50%) wear.

The wear processes of sliding are very complex. Since no
fundamental first principles exist only empirical data is available.
The sliding wear behavior of metals has been well documented.
However, the wear process varies, greatly depending on operating
conditions, thus even a carefully controlied laboratory experiment
must be viewed conservatively with respect to reproducibility in the
field. The literature on sliding wear behavior of coatings,
specifically plasma sprayed steel coatings is much more limited.
The literature that does exist is again specific to the coatings
application, and must be re-evaluated for each new experiment.

13



1.2.3 Fluid Lubrication

Lubrication is accomplished between two sliding solids by
adding a gaseous, liquid, or solid lubricant at the sliding interface in
order to reduced friction and wear, and to carry away wear debris
and heat.42 The three main types of fluid lubrication are
hydrodynamic (or thick film), thin film, and boundary. In
hydrodynamic lubrication the shape and relative motion of the
surfaces cause the formation of a fluid film which has sufficient
pressure to separate the surfaces. As there is no physical contact
between surfaces the friction is purely viscous and is directly
dependent on the area of the film, the rate of shear, and the
viscosity of the lubricant. The shear strength of the film will
determine how effective the load is carried, by its ability to support
the opposing surfaces. Thin film (or mixed lubrication) occurs when
part of the load is carried by fluid pressure and the rest is borne by
contacting surface asperities.43 These surface asperities are
fubricated with a molecular thick film.

Thin film Jubrication occurs when the motion of the two bodies

being lubricated is insufficient to create hydrodynamic conditions.
When sliding speed or viscosity are insufficient for the fluid to
carry any load, sliding between surface asperities occurs, this is
known as boundary lubrication. To discern between boundary and
thin film lubrication regimes the load ratio is used. This consists of
the load carried by the fluid pressure over the load carried by the
asperities. Full boundary lubrication occurs when this ratio
approaches zero.44 The asperities are thus only lubricated by
surface films of liquids, gases, or solids.

The most common lubricants for wheel/rail applications are
greases. Greases consist of three components: a fluid, a thickener,
and additives.4> The fluid is the base of the grease and generally
consists of mineral oils for most industrial applications. Mineral
oils are stable over a wide range of temperatures. Thickeners
generally consist of metallic soaps; lithium, barium, and aluminum
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compounds to name a few. Thickeners act as a sponge to maintain
the consistency of the individual ingredients. The additives can
include rust inhibitors, extreme pressure anti-wear agents, and

solid lubricants, such as graphite, PTFE, or MoS2. Solid lubricants
increase the lubricity of the grease, and are generally added in
volumes of at least 5%.46 Greases provide an inexpensive means of
controlling friction and wear.

The two types of geometry for lubricated surfaces are
conformal and counterformal, and are illustrated in Figure 1.5.42
Counterformal geometry closely approximates the rolling /sliding
contact of wheel and rail, where the contact patch at any given time
is very small. This small area of interaction is described by
Hertzian contact theory. Hertzian contact theory uses mathematical
models to describe the state of stress at the contact of two elastic
solids.4? A subsurface stress distribution exists as a result of
rolling contact. This stress distribution is a function of loading
conditions but independent of material. The theory is a powerful
tool in the study of rolling contact fatigue in rails.48.49

Boundary lubrication dominates the interaction of wheel and
rail, as thick film lubrication would deteriorate rapidly under the
extreme pressure, temperature, and rolling /sliding contact. The
conventional grease lubricants provide adequate protection when
adherence to the rail is achieved. Several question arise however,
regarding economics, ease of application, durability, and degree of
control. These questions prompt the experimentation with solid
lubricants.

1.2.4 Solid Lubrication

A solid lubricant is a thin film of a solid interposed between
two rubbing surfaces to reduce friction and wear.50 Solid lubricants
serve a wide range of functions. They are used exclusively in space
where no atmosphere exists. Other common uses exist where severe
pressure, temperature, or chemical reactivity would prohibit the use
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of an organic liquid. Solid lubricants should not only reduce wear
but have a low wear coefficient themselves. Applications vary from
jet engines to compressor pumps. Figure 1.6 illustrates a state of
the art solid lubricated bearing.>1

There exist several classes of solid lubricants. These include
the inorganic compounds, metal films, and solid organic compounds.
The solid lubricants used in this research were the laminar lattice
compounds, soft metals, polymers. Each of these fall into the above
classes respectively. The relevant materials to this project will be
discussed in detail, this will include the structure and lubricating
mechanism of the material.

Inorganic Compounds

The first class are the inorganic compounds. This class is
subdivided into three categories. The first is the layer lattice or
laminar solids. These materials, which include graphite and the
dicalcogenides (MoS, , WS, etc.), are some of the most common solid
lubricants. The other two classes include miscellaneous soft solids
and chemical conversion coatings which are discussed in detail
elsewhere.>0

The materials in the laminar.solids class have crystal lattices
in layers. Like most solid lubricants they posses anisotropic
properties because of their tayered crystal structure. These
materials lubricate because strong covalent bonds are difficult to
break while the weak bonds between layers easily break and reform.
This allows shear to be accommodated by sliding the laminar plates
parallel to each other.52 Figure 1.7 illustrates the layer lattice
structure of graphite.53 Figure 1.8a is a schematic of MoS;
molecules, and Figure 1.8b is a scanning electron microscope image
of the MoS; structure.>3 These materials are able to withstand high
temperatures and are generally inert.54 Not alf {ayer lattice
structures act as solid lubricants, boron nitride and mica for
example can be abrasive under sliding wear.5> Mica rubbed against



itself can exceed friction coefficient values of 100 at low
loads.56,57

In the case of graphite the mechanism of interplanar sliding is
thought to be quite likely since distance between lamellar planes is
quite large, 3.4 a for the simple hexagonal lattice of graphite where
hexagonal planes of carbon atoms are stacked on top of one another.
Figure 1.9 is a schematic of the mechanism of lubrication by
lamellar solids.58 This simple picture is somewhat clouded by
actions of absorbed oxygen and water and atomic disorder on the
bonding energy between lamellar planes.59.60

Graphite is unigue in that it requires an absorbed film in order
to lubricate effectively. This absorbed fiim exists between the
carbon planes. It is thought that oxygen and water absorb on the
surface of graphite lamellae and suppress bonding between lamellae.
The absorbed film can be water or oxygen, which is abundant in
nearly all systems.1 In a contaminant-free vacuum graphite is a
very poor lubricant. An example of this is illustrated by a
graphitized carbon brush which would last 500 to 1000 hours in air
when rubbed against a metal spring.62 This same brush would
degrade in only a few minutes under vacuum. When the vacuum
tested brush was examined, it was noted that the layers were of
random orientation during heavy wear. Graphite lubricates best
when its layers are parallel to the surface. The layers can then
slide past one another, much like a deck of cards. It has been
postulated that the absorbed contaminant or interplanar lubricant
appears to be, at least in part, one of enabling a graphite film to
become oriented on both surfaces.62 The absorbed contaminants also
aid in the interplanar shearing ability of the graphite film.

Graphite gives limited protection when applied as a rubbed
film, as it has poor adhesion to most surfaces. It has been
postulated that neither graphite or MoS; is hard enough to become
imbedded in the surface. Widely accepted views believe the
adhesion of a solid lubricant plays a decisive role in the mechanism
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of solid lubrication.63.64 Continued lubrication requires a continual
replenishment of the graphite.

Generally graphite is bonded or used with carrier materials,
with grease being the most common. Graphite makes an excellent
additive to greases because its degree of subdivision is very high.46
The grease acts as a carrier and supply and the graphite acts to
provide lubrication when the grease film fails. Graphite is stable in
air to 350° C, at which point it sublimes to form CO or CO».
Graphite is inexpensive and commercial powders are readily
available. These include plain graphite and graphite encapsulated in
a thin metal shell.

MoS; is the most common dicalcogenide, which is the family of
materials with the MS, structure.65 MoS; is a similar lubricant to
graphite, but has some superior lubricating properties. MoS;
generally has a higher tolerance to load and sliding speeds.66.67 A
film of MoS; rubbed onto a surface from a powder becomes oriented
in the wear track in the same manner as graphite.68 Its lubricity
does not depend on the presence of an absorbed contaminant. In fact,
an increase in humidity from zero to sixty percent has shown a
reduction in lubricity.6® Figure 1.10 is a good illustration of the
effect of ambient pressure, which is a correlation of contamination,
on the friction of graphite and MoS,.46

There is evidence to suggest that an interplanar absorbed film
of sulfur develops during wear giving MoS; its low shear force.”’0 A
contaminant may interfere with this sulfur layer reducing its
resistance to friction. Sliding speed does not appear to affect the
coefficient of friction, but as with most solid lubricants, high
sliding speeds reduce wear life.”? MoS; is stable in air to 350° C
much like graphite. However, for both materials, the particle size
and environment are influential in their thermal stability. MoS»>
powders tend to be manufactured in finer sizes than those of
graphite. This is due to the fact most MoS; is used as a grease
additive.
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Soft Metals

The second category are the metal films. Soft metal films
have been used for many years in the metal forming industry. The
coating of a die or workpiece with a continuous film of another
metal fulfills a number of purposes. For one, the adhesion between
die and workpiece can be reduced. In the absence of other lubricants
a metal film reduces friction, provided the shear strength Ts of the
lubricant metal remains below K, the bulk metal shear strength of
the workpiece.”2 Copper, gold, and silver films on steel have yielded
p =0.1 at room temperature.”’2 The films must be well bonded to the
surface and thick enough to coat the entire workpiece. If the film
was too thick though it would be scraped off. Generally thin metal
films were targeted at 1 ym in thickness.

Thin metal coatings have also been used for cutting tools and
cylinder liners. Rhodium and chromium are hard metals which show
very little wear when slid against other metals.73 Thin films
provide a means of reducing surface wear on other metals.
Chromium’s hard oxide film is not easily broken down because of the
hard chromium surface underneath. The oxide limits the number of
intimate metallic connections achieved. Figure 1.11 illustrates the
mechanism of thin metal fiim protection for sliding wear.”4 Indium
is a soft metal similar to lead in its mechanical properties.

Figure 1.12 illustrates how a thin film of indium greatly
reduces the friction coefficient over unlubricated and oil lubrication
conditions.”S This figure also illustrates how at higher loads the
friction coefficient is reduced. It is thought that the contact area is
controlled by the hard substrate.”6 The amount of contact area will
determine the asperity interaction and subsequent friction between
the two bodies. If the friction coefficient is large, severe galling of
the softer material may occur. Lubrication with metal films is
especially useful in vacuums, where the lack of oxygen allows
repeated transfer of the metallic film between sliding surfaces.’”
Another example involves the impregnation of silver, BaF; and CaF;
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in chromium carbide to achieve a high temperature lubricating
film.78.73

The use of metal films coupled with deposition by plasma
spraying was limited to high temperature applications.'6% No
specific rolling / sliding applications were found, but the
mechanisms of why soft metals lubricated in metal forming and
surface coating seemed translatable to wheel / rail lubrication. In
the application of wheel / rail contact the metal film would be
expected to deform over the sprayed coating as it was exposed
during wear. The premise being the increased ductility and
reduction of shear would lower the friction. The metal forming
industry has extensive research into metal as lubricants. Most
materials are unsuitable on the large scale for economic or toxicity
reasons, with gold and lead being good examples.

Oxide films are a subcategory of metal films. Nearly all
metals will have some form of an oxide film, with this film acting
as a solid lubricant in some cases. This subject has been widely
studied. One such experiment indicated that the friction levels of
some metals were an order of magnitude greater when tested in a
vacuum with the oxide removed.80,81 At high temperatures the oxide
film plays a significant role in reducing friction and wear.82 A good
example of the effect of the oxide film is shown in Figure 1.13.83
This figure illustrates how copper will have low friction provided
the oxide layer is unbroken. This can only occur at small loads (< 1
gram). Once the oxide is broken the friction increases dramatically.
Copper, because of its soft, ductile nature, will have a high friction
when rolled against itself.

Although oxide layers can act as solid lubricants, in most
cases oxides are poor solid lubricants because they are brittle and
generally harder than the metal. When the oxide layer is broken and
particles are retained in the contact zone, wear will be accelerated.
Iron oxide, fortunately, is a better than average solid lubricant.
Scale formed on iron at high temperatures is of a layered structure;
the outermost oxygen-rich Fe»03 layer and the intermediate layer
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Fes04 are brittle, but the FeO layer adjacent to the metal is capable
of some limited deformation.84 FeO becomes softer than iron at
temperatures above 900° C. This is due to the transformation of
ferrite to austenite.85 Alloying elements greatly influence the oxide
structure. Thus, no generalizations can be made as to the
subsequent oxide behavior of different steel alloys.

Polymers

The third class of lubricants are the selid organic compounds.
These include polymers, soaps, and waxes. Soaps and waxes are used
under light [oads as they have low thermal stability and are
incapable of supporting appreciable loads. Polymers offer excellent
wear under moderate loads and speeds. Wear properties stem from
surface film formation and the inherent relative softness of the
polymer. The surface morphology (roughness, hardness, etc.) of the
counterface has a strong influence on the tribology of polymers.
Most polymers are more effective when worn against a hardened
counterface than when worn against themselves.86 When a polymer
is slid against another polymer the cohesively weaker polymer is
worn preferentially, forming a transfer film on the cohesively
stronger polymer. The wear mechanism is similar as that observed
with hard and soft metals.87 Polymers have poor adhesion to most
surfaces and require specialized application. For example, Teflon™
requires 2 high temperature cure to become adhered to a surface
when it is applied as a thin film.

Friction properties are excellent for materials such as
Polytetrafluoroethylene (PTFE) or Teflon™ and polyclorofluoro-
ethylene. PTFE has the ability to form oriented films on its own
surface as well as transferring films onto the mating counterface.88
PTFE has specific wear behavior as a function of sliding speeds and
temperature. Reduced friction and wear is present at a wide range
of sliding speeds. When a critical sliding speed is reached the
transfer morphology changes from a thin uniform film to thicker
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fragments of bulk material, causing a large increase in wear.83 PTFE
exhibits a large increase in wear when its melting temperature is
reached, beyond which wear rate falls to the pre-melting
temperature wear rate.30 This phenomena is illustrated in Figure
1.14.90 The friction coefficient shows little effect by temperature,
unlike the “critical” temperature and sliding speed for wear.

The wear behavior in oscillatory and unidirectional contact has
been investigated extensively.B8. The results vary between
experimental parameters, with the wear behavior being similar with
respect to temperature and sliding speed dependence. When PTFE
was filled with a solid lubricant such as graphite or MoS; the
friction was found to be no different than for unfilled PTFE.91.92
However, in another experiment the opposite was true and depended
on the amount and size of the added solid lubricant.®3 This
illustrates how complex these systems can become. Figure 1.15
illustrates the molecular and crystalline structure of PTFE.%4

The mechanism of fitm transfer in PTFE is unique amongst
polymers, except for high density polyethylene (HDPE) and ultra-high
molecular weight polyethylene (UHMW). In a vacuum it was observed
that strong adhesion occurred between PTFE and a metallic
surface.35 The cause for this adhesion was believed to be an
interfacial chemical reaction between the fluorine and carbon in
PTFE and the opposing metallic surface.®¢ PTFE in contact with a
hard counterface loses material as a series of laminae, which yields
low friction but a large wear rate.97,98,99 This phenomenon is
ilustrated in Figure 1.16.100 PTFE has seen widespread use because
of its unique wear, friction, and non-reactive properties.

Polyethylene is the most widely used thermoplastic today.101
It is available in a wide variety of grade formulations and
properties. Its uses range from ice cube trays to injection molded
components. Ultra high molecutar weight polyethylene (UHMW) is a
linear chain with a molecular weight of 2-5 million grams/ mole.

Long chains of methylene (CH;) groups make up the structure. UHMW
has coefficients of friction ranging from 0.15 to 0.3. Its



outstanding abrasion resistance and high impact strength make it
useful for bearings, gears, bushings, and other sliding
components, 102 JHMW has been used for bio-medical applications in
the fabrication of load bearing joints.103,104 The degree of
polymerization generally determines the end use. Chains are bonded
to each other by weak hydrogen and Van der Waals secondary
bonds.105 Deformation occurs as chains slide past one another. In a
highly oriented UHMW specimen Youngs Modulus can exceed that of
steel in the direction parallel to the chains.106 This strength is the
result of strong covalent bonding between CH, groups. Because of
its long chains UHMW requires heating well above its melting point
to reduce its viscosity to that of a slightly melted nylon, which is

on the order of water.106

The wear behavior of UHMW is similar to that of PTFE. Figure
1.16 illustrates the wear mechanism. This behavior is believed to
be caused by a “smooth molecular profile” or the absence of side
groups and kinks in the polymer chain.197 The initial friction of
UHMW and PTFE, effectively the static coefficient of friction, is
about 50% higher than the dynamic coefficient of friction.108 This is
believed to be caused by the extra force necessary to initiate a
transferred surface fiim.

High counterface hardness, (700 Vickers) is employed and
widely accepted for polymer systems. The counterface should have
sufficient hardness to prevent roughening by contamination (sand,
dirt, etc.) which would lead to an increased wear rate of the
polymer.10% Surface roughness has an effect on the wear rate of all
polymers. Figure 1.17 illustrates the effect of counterface
roughness on wear rate.110 The wear rate reaches a minimum at a
certain surface roughness, which varies from polymer to polymer,
and is strongly influenced by loading conditions.11%.112 Figure 1.18
illustrates the mechanism of polymer wear on both a smooth and
very smooth counterface.113.114 |f the counterface is too smooth
than the transferred polymer will not adhere to form a lubricating
film. A slightly abraded surface acts as a physical anchor for the
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polymer, allowing for a high integrity transferred film. An
excessively rough surface will cause a rapid wear rate and
accelerated failure. 115,116,117

The understanding of how film transfer and counterface
roughness effects wear is important in the development of self
lubricating coatings. The system will be open, in that the coated
rail would transfer material to fresh wheel steel. The surface
roughness would vary depending on the stage of wear of the wheel.
in the laboratory, observations of closed systems give evidence to
the nature of transferred films and the effect of surface roughness.
The polymer film coating system mimics a pure polymer vs. a
hardened counterface. Thus, the observations in the literature of
pure polymers will be similar, if not identical.

Nylon is a polymer from the class known as polyamides.
Polyamides are produced by condensation polymerization reactions
between an organic diacid and a diamine.102 The amide linkage
consists of carbon, oxygen, nitrogen, and hydrogen. This connects a
series of CHy or methylene groups. The number of carbon atoms in a
single mer is used to describe the nylon type. For example Nylon 11,
used in this research, has 10 methylene groups plus a carbon atom in
the amide group before repeating itself.

The melting temperature of nylon is generally dependent on the
number of methylene groups. When the number of amide groups is
odd the melting temperature is larger due to the line up of amide
linkages. As each mer becomes longer, by the the addition of
methylene groups, the melting temperature will asymptotically
approach that of polyethylene.196 The molecular weight of nylons
range from 11,000 to 34,000 grams/mole. The structure of nylon 11
is illustrated in Figure 1.19.118 Bonding between amide groups
occurs when the amide hydrogen and carbonyl oxygen line up from
adjacent chains. This bonding is fairly strong, and resists chain
sliding to a greater degree than UHMW. Like UHMW, the upper service
temperature is low 110°-180° C, with UHMW being only 95° C.119
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When nylon is overheated, the excess thermal energy will
break the methylene bonds causing the chain to become reactive.120
The broken bonds may react with an adjacent chain, causing a
psuedo-cross linking.102,121 This altered structure embrittles the
nylon, reducing wear resistance. Nylon should display typical
“lumpy” transfer during wear, in that, unlike PTFE, large particles
are transferred to the opposing surface and vary greatly in size.
This mechanism is common to most polymers and is illustrated in
Figure 1.20.100 MoS; and graphite when added to nylon have been
shown to reduce both wear and friction in sliding tests against a
steel counterface.102

There exist many different solid lubricants each with its own
unigue properties and applications. This project attempts to utilize
readily available lubricants which can be integrated into or onto a
developed 1080 steel plasma sprayed coating. The lubricants need
sufficient durability and spray-ability to be practical.

Polymer Characterization

The field of polymer bulk and film analysis relies on many
analytical techniques. These include nuclear magnetic resonance,
which is related to the spin of the nuclei, and differential scanning
calorimetry, which measures thermal transitions. Fourier transform
infrared spectroscopy (FTIR) is another analytical technique which
has been used extensively in studying polymer surfaces and
degradation.122 FTIR spectroscopy is based on the absorption
process and involves measuring the amount of energy that passes
through or is reflected off a sample and comparing this amount to
that transmitted or reflected from a perfect transmitter or
reflector, respectively.123 Fourier Transform algorithms increase
the speed and accuracy of data acqguisition.

The absorption of radiation over the wave numbers 4000 to
400 cm-1 causes stretching and vibrations of bonds in polymer
molecules.124 The motions for any specific functional group are
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essentially independent of the rest of the molecule. This allows
different bonding vibration, stretching, and rotation to be isolated
and examined. For example, the degree of crystallinity can be
examined on polyethylene by comparing the amount of methylene
rocking vibration at 720 cm-! to the amount of vibration at 1303
cm-) of a pure, 100% amorphous polyethylene sample. The IR spectra
for many bulk polymers is amazingly simple given the complexity of
the molecular chains. The simplicity occurs because a farge number
of individual vibrations have virtually the same frequency.125 FTIR
uses inferometry in the course of generating the spectra. In FTIR
the detector monitors the entire IR spectra coming from the sample
at any one time.126.127 QOlder IR methods would scan the spectrum
aver time. As a result spectral rescolution and data manipulation has
improved tremendously.

Polymer surface analysis has inherent problems not seen in
bulk analysis. Surface contamination and degradation by the
incident beam may distort the spectra. Attenuated total reflectance
(ATR) is probably the most widely used method of analyzing polymer
surfaces.128 Figure 1.21 illustrates the structure of an ATR
crystal.128 In ATR a polymer sample is attached to a crystal such as
ThBr or AgCl that is transparent to IR. An IR beam is directed into
the crystal, and after penetrating the polymer sample (1-5 ym), is
reflected. Some of the IR frequencies are absorbed by the surface,
and the attenuated reflected beam is directed to the detector where
it is recorded. The ATR spectrum represents a normal absorption,
the same that would have been obtained from a thin film. ATR is
particularly useful for studying surface coatings in situ. The ATR
surface penetration is extremely small, thus information obtained
may not be characteristic of the bulk polymer.

1.2.5 Current Wheel / Rail Lubrication Systems

Friction and wear reduction of the wheel/rail interface, in a
curved track, is currently accomplished through the use of trackside
and vehicle born lubrication systems. The trackside lubricator is a
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device designed and operated to provide a controlled and consistent
supply of lubricant to the area of contact between wheel and rail.?29
These systems have been around since the early 1930's. The designs
are simple, generally involving a reservoir of lubricant and a
mechanical pumping system.

Trackside lubrication systems are designed to apply a set
quantity of grease onto the track upon demand. The lubricators are
activated each time a train passes. The weight of the train,
specifically a wheel, activates a pump. The pump will apply
lubricant from the reservoir to the track and sometimes the wheel.
The intended target of the lubricant is the gauge face. It is
undesirable to retain lubricant on the rail head as a loss of adhesion
between wheel and rail may occur.

These systems though simple, have weaknesses. They are
inefficient, in that only a fraction of the grease applied adheres to
the intended location. This encourages overapplication of lubricant
to ensure that critical areas are coated. An investigation in the
early 1970’s in which 18 curved sites were examined, showed that,
although each curve was equipped with a lubricator, there was little
evidence of lubricant.130 The grease itself brings up environmental
concerns; where will the residual grease eventually settle and what
long term impact will it have on the environment? This is
especially important in high traffic areas where large quantities of
lubricant are applied. In addition, the mechanical nature of the
lubrication system requires frequent maintenance, which can be
difficult for remote locations This mediocre performance has
prompted new and improved lubricators to be developed.

New, intelligent rail lubricators have been developed which
use electronics to substitute for more complicated and less reliable
mechanical components.131 The pumps of older, mechanical
fubricators were located inside the grease reservoir. This made a
messy job when maintenance was required. Newer systems, both
electronic and mechanical, separate the pump into a “clean
chamber.”132 There are many advantages to the newer systems. For



one they are self-lubricating and have fewer moving parts, which
equates to longer service life. In addition, adjustments to the
delivery rate or mechanical components at or near the rail are rarely
required. The electronic lubricators offer diagnostic features which
will shut the urit down when the pump clogs, the unit is out of
grease, or there is insufficient power to operate.

Trackside lubricators are the current method of controlling
friction and wear. The use of a liquid lubricant with solid lubricant
additives is the current practice. A plasma sprayed coating with a
solid lubricant reservoir would reduce and possibly eliminate the
need for trackside lubricators. The nature of solid lubricants and
the films they form offer potential improvements for lubrication in
the railroad industry.

1.2.6 Surface Engineering

Thermal spray coatings fall under a broader category of
surface engineering. This encompasses any surface treatment which
will modify the working surface of a material. Generally, the
properties required at the surface may not be needed or wanted in
the bulk material. Surface engineering falls under two categories:
surface treatment and surface coating.133

In surface treatment the microstructure is physically changed
by thermal treatment and /or afloying. Some of the more common
methods to increase wear resistance include ion implantation, flame
hardening, and nitriding.134 All of these methods involve minimal
material addition and rely heavily on the inherent properties of the
treated matenal.

The surface coating process involves the application of
material to the bulk component. Hardfacing is the most common
treatment in industrial applications, and involves the deposition of a
hard wear-resistant material to the surface.?34 This can be
accomplished by welding , spraying, or by a combination of the two.
Materials include primarily carbides and cobalt or nickel base
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superalloys, but may also include iron base alloys.13> Thermal spray
is but one of many techniques used in surface modifications.

Coatings

The structure of a coating is unigue compared to that of a
material created by other means, i.e. casting, forging, sintering, etc.
A thermally sprayed coating is the product of millions of tiny
particles or splats, which build up layers to create the bulk coating.
The molten particles flatten upon impact with the substrate due to
their high kinetic energy. This build up of flattened particles
creates a substrate-parallel, lamellar structure. Figure 1.22
illustrates schematically the morphoiogy of a typical coating.13%
The bulk of the coating consists of dense, solidified large and small
particles. In addition, porosity and unmelted particles are present,
and are generally considered undesirable.

Porosity occurs when voids between impacted particles are
formed. Unmelted particles upon impacting the surface will not
flatten, and create unusual geometries within the coating. Porosity
has been blamed for lower fracture strength and ductility in some
coatings.'37 The formation and cause of porosity has been studied in
detail. Parameters which effect porosity include: powder size,
powder injection angle, and traverse rate.38 |t has been
demonstrated that by maximizing molten particle velocity, high
quality coatings with porosity volume fractions less than 1%. can be
produced.’3% Post deposition heat treatments can reduce porosity.
Hot Isostatic Pressing (HiP)140 and tempering!41 allow plastic
deformation to close voids. Heat treatment also allows diffusion to
occur at the interface, which enhances the metallurgical bond, and
thereby improves coating adhesion.

The coating structure is a combination of metallurgical and
mechanical bonding. The metallurgical bonding results in diffusion
between molten particles upon impact of the substrate. The effect
is minimal as the cooling rates are very fast. The mechanical
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bonding is responsible for the bulk coating strength, combining the
strength of the individual splat and the cohesion between splats.142
Adhesion is the most critical at the interface between coating and
substrate. The dynamics of particle interaction at the substrate are
very complex. Attempts have been made to correlate single particle
morphology, both in flight and after impact, to the spray parameters
of the system.143 Residual tensile stresses in coatings reduce the
cohesive bonding. Post deposition heat treatments have increased
cohesive strength by alleviating stresses.144 Good cohesion is
critical to the performance of any sprayed coating which undergoes
loading during service.

Substrate preparation is paramount to avoiding delamination
or debonding of the coating. Substrate preparation has been based on
empirical results, mainly trial and error. In general a rough surface
is desirable to maximize the substrate surface area. The roughness
(as equated to R, value) of the substrate has been correlated to the
final coating surface roughness.145 An ideal surface roughness is
desired for the polymer/1080 steel coating system of this research.
Ideal is defined as a coating with a large number of random peaks
and valleys within its structure. Coating roughness has been
increased by high current, low primary gas flow rate, smaller
working distance, and larger powder size.146,147 Coating roughness
varies greatly depending on the cormposition of feedstock and spray
parameters.

Thermal spraying

Several types of thermal spray techniques exist, all of which
operate on the principle of heating and accelerating particles to
form coatings. Techniques include: twin wire arc, detonation-gun,
HVOF, and plasma.

Twin wire arc consists of oppositely charged combustible
wires, 148,149 A high velocity gas jet propels the molten particles
onto a substrate. This system can be hand held and portable, making
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the deposition of coatings possible outside of the laboratory. The
detonation-gun or D-gun™ propels particles out of a long barrel via
the ignition of gases.150.151 The particle velocity of 800-1000 m/s
is the highest of the thermal systems . This high velocity allows for
very high integrity, low porosity coatings to be produced.

High velocity oxygen fuel (HVOF) combusts an organic fuel,
such as kerosene, and oxygen to form a supersonic velocity
flame.152.153 The system combines high speeds with relatively low
temperatures (3000° C) to form dense coatings. Recent
improvements in the HVOF system have allowed high bond strength
coatings to be created which exhibit the metal working properties
similar to that of wrought material.134 The last system is plasma
spraying and the focus of this research.

Plasma Spraying

Plasma Spraying is one of the most versatile and rapid
methods of applying coatings, with the number of applications of
this technology ever increasing.’35 There are two basic plasma
spraying techniques, air plasma spraying (APS) and vacuum plasma
spraying (VPS).156,157.158 VPS s performed in inert or a low
pressure atmosphere. This technique allows for increased particle
velocities and lower oxide content. APS allows for better control of
substrate temperature and is less cumbersome. A background of air
plasma spray is necessary to understand the coating deposition
process used in this research.

Plasma Fundamentals

A plasma is formed when a gas flowing between a tungsten
cathode and a copper anode is ignited by a high frequency spark. The
anode and cathode are energized with DC current, and power output
can range from 30 kW for small systems to the 200 kW OGI system,



and beyond. Some applications use radio frequency plasmas instead
of DC current, 159,160

Plasma is essentially an ionized gas, it contains electrons,
ions of the plasma gas, and un-ionized molecules of the plasma
forming gas.161 Electromagnetic radiation (photons) is also present
and permeates the plasma filled space. If the gas has a high degree
of ionization, particle motion wili produce localized magnetic
fields.'62 The plasma gas is generally argon or nitrogen. Diatomic
gases release energy through ionization and molecular
recombination.163 A secondary gas, commonly hydrogen or helium,
can be added to increase the enthalpy and thermal efficiency of the
system. The secondary gas will increase plasma velocity by
broadening the thermal pinch effect.164

Once the plasma is formed, it expands creating the plasma jet
which exits the water-cooled anode. The plasma can reach
temperatures of 30,000° K and can be sub or supersonic. The plasma
jet can melt any known substance, which allows a wide variety of
powders to be codeposited. Powders or wire feedstock are
introduced into the system at the exit region of the nozzle. The
feedstock materials become molten particles whose temperature
and size greatly effect the resulting coating. Powders are the most
commonly sprayed materials, but with the advent of high energy
systems, wire can be sprayed just as efficiently.164 Figure 1.23
illustrates the interaction of material as it is injected into the
plasma plume.136

Spray Materials

The high temperature of the plasma jet allows a wide range of
materials to be deposited. The materials most commonly sprayed
include metals, ceramics, and organics. A wide range of metals can
be deposited in the form of wire or powder. Nonmetallic compounds,
including carbides, nitrides, and borides, are common for hardfacing
applications. Organic polymers can be deposited over wide
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parameters and in very small thicknesses. Care must be taken to
avoid thermal degradation.

Plasma Spray Parameters

Plasma spray parameters are critical in most applications.

The synergistic relationship of gas flow rates (amount of gas
introduced into the system), substrate distance, and plasma enthalpy
all determine coating quality. An ideal coating would have a density
near the equivalent to its constituents. Research to increase

coating density focuses on parameter optimization and attempting
to understand the inter-relationships of parameters.165,166,167 Real
world coatings have oxide (air plasma spray), inclusions, and

porosity with a wide range of particle sizes.

Particle behavior is very dependent on the thermal conditions
of the plume. If the particles are not fully molten then the
interparticie bonding will be poor. If particles are overheated then
the substrate becomes a molten surface, with particies impacting
and bouncing back. This bounce back yields inconsistent geometry
which leads to higher porosity and bonded coating particles. If the
plume is too hot, the smaller desirable particles will vaporize and
be lost from the system. Working distance and plume velocity
determine how long a particle is heated in the plume, thus directly
affecting the particles behavior. Only through experimentation can
an acceptable set of plasma parameters be attained.

The effects of the parameters on final coating properties are
very system and material dependent. The performance of a 1080
steel coating was optimized by understanding the need to idealize
particle size and distribution.3 Understanding the effects of plume
temperature, gas flow, etc. lead to educated guesses of what may or
may not work. Ultimately, trial and error is the only pragmatic
approach to creating the optimum self-lubricating plasma sprayed
coating.
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1.2.7 Solid Lubrication / Plasma Spray Applications

Plasma spraying is a very diverse field with a great number of
applications. Plasma spraying a solid lubricant to form a self-
lubricating coating has previously been done by Ford Motor Co. in the
automotive industry168 and by NASA169,170 in the aerospace industry.
Its application in the railroad industry as a friction and wear
control mechanism has never been attempted. The literature
available does offer some information as to the mechanisms of the
coating process.

Self lubricating bearings, a predecessor to plasma sprayed or
other composite solid lubricant coatings, were first introduced in
1927. These bearings utilized retained or “buried” graphite in a
metal binder consisting of iron, bronze, etc.168 To retain the
graphite the bearing had to be heated to at least a thermoplastic
state. This enabled the graphite to be impregnated within the
bearing structure. These bearings were crude and did not
demonstrate reduced friction unless significant wear was achieved
to expose the graphite. The near molten state of the metallic binder
did not allow for a controlled heat treatment. Self lubricating
bearings have come a long way and are found in many industries,
especially the aerospace field.

Newer bearing structures extend beyond metaliic binders.
Ceramic binders are frequently used for high temperature
applications. These utilize high temperature lubricants such as lead
oxide or calcium fluoride. Lower temperature bearings can use a
polymeric binder coupled with graphite, MoS»,, or other
dicalcogenides. These bearings can be used over a wide range of
loads, temperatures, and environments., Often a bearing will be
tailored for its specific application.

Sliney171 investigated solid lubricated bearings which
consisted of a barium fluoride-calcium fluoride eutectic
composition impregnated into a porous nickel or nickel/nickel
chromium alloy. The load carrying capacity was shown to be much



greater for the nickel-chromium matrix as it had a higher yield
strength. These coatings were intended for use at high temperatures
(600-1000° C) and moderate loading (34 MPa ) during sliding in air
or a reducing hydrogen atmosphere. It was found with the addition
of silver friction reduction was possible at temperatures less than
400° C. This material was recommended for use as a retainer
material in ball bearings, sleeve bearing material, or possibly as a
sliding contact seal material. It was realized that this solid

lubricant material would be suitable for plasma spray deposition.

The plasma spray technique allowed for quick deposition of a
lubricant film, while only minimally heating the substrate. Plasma
spray allows for deposition of a combination of materials which are
not amenable to surface heat treatment. Sliney!72 also evaluated
plasma sprayed solid lubricant containing coatings. The impregnated
bearings discussed previously were structurally weaker and less
dimensionally stable than a coated dense metal part. These coatings
were developed to be used for aerospace applications where both
low and high temperature lubrication was necessary. The coatings
consisted of a nickel-chromium matrix, calcium fluoride, and silica
glass. The glass is a special formulation to provide high
temperature oxidation protection to the nickel-chromium matrix.

The coating process involved plasma spraying a nickel and chromium
bond coat. An excess thickness of lubricant coating was then plasma
sprayed and finish ground to a mean thickness of 0.025 cm (0.010
in.). A high volume of silver (30%) was added to the lubricant
coating to reduce low temperature (< 400° C) friction.

Performance was evaluated using a pin on disk machine in both
vacuum and a dry nitrogen atmosphere. It was found that a coarse
microstructure created local friction fluctuations which were
undesirable under conditions of low velocity sliding and small area
contact geometry; this suggests a more homogenous fine-grained
structure would be desirable. The friction coefficient of the coating
with silver remained at 0.2 over the range of O to 870° C. As the
coating was multi-component it could be modified to meet specific



applications. Through plasma spraying, a composite material was
created that would be difficult to produce by other means.

A solid tubricant film would be unlikely to have the durability
required for wheel/rail interaction due to large loads and slide/roll
ratios. A composite coating provides an alternative. A wear
resistant matrix incorporating a solid lubricant has been the focus
in the automotive industry, work by Sliney,172 and in this project.

A study by Solomir evaluated the performance of several
plasma spray coated piston rings.”3 The piston rings and cylinder
block were made of gray cast iron. Controlling wear became
increasingly difficult given new performance requirements of
marine engines. This experiment explored several wear resistant
alloys both with and without a solid lubricant incorporated in the
matrix.

Full scale testing of piston rings would involve installation
into an actual engine. For over twenty coatings this would be time
and cost prohibitive. The alternative involved spraying coatings
onto gray cast iron rollers for testing in the Amsler twin disk wear
testing machine. The bottom roller was made of the same grade gray
cast iron as the cylinder wall. In the Amsler test two rollers were
loaded against one another. They rotated in the same direction but
at different speeds- yielding a slip or creep ratio. The amsler
allowed for accelerated testing. The results showed a coating of
blended alloys with 20-30% free graphite had the lowest wear (<1
mg when others were > 400 mg) and a friction coefficient of 0.10.
The coating was tested at a load of only 500 N and 10% creep. These
mild conditions would allew even uncoated cast iron to perform
exceptionally well.

This experiment was of special interest because it employed
the use of the Amsler machine to evaluate the wear performance of
Its coatings. The same equipment has been used in the current
program. Evidence that graphite matrix coatings perform well under
light loading conditions is illustrated in this ring experiment and
also in the current research project. The Amsler however, does not
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represent conditions in an internal combustion engine. Nevertheless,
the coating performance results are of interest.

Ford motor company also used plasma spray to produce self
fubricating coatings. They have patented their process for coating a
cylinder wall.’68 This process involves plasma spray coating the
cylinder wall with a low friction, high durability material. The
material is 2 mix of wear resistant compounds such as, silicon
carbide and intermetallics of nickel, chromium, vanadium, etc. The
material also includes metal encapsulated solid lubricants of
graphite, CaF,, and MoS;. The engine block may then be made from
another material with better heat transfer properties. This idea
also reduces the extensive design required to ensure near
elastohydrodynamic lubrication on every surface inside the engine.
The process can be performed using lubricant cored wire'74 or a
solid lubricant powder.

Ford uses a metal encapsulated solid lubricant powder in lieu
of plain powders. Solid lubricant powders have several advantages.
The lubricant is encapsulated resulting in less degradation while in
the plasma jet. Powder spraying relies on the particles being
partially melted to adhere to the substrate. Graphite will never
melt, thus metal encapsulation provides a means of retention not
otherwise possible. The increased density by encapsulation gives
better control of particles in the highly turbulent plasma jet. The
metal used to encapsulate the solid lubricant will include an alloy
which is adherently compatible with the cylinder bore wall metal
and has a hardness between 20-30 Rc. The wear resistant particles
and lubricant powders will be retained at a near equal distribution.
The coating is applied to a thickness of 40-250 ym. Excess material
is honed away to produce a final coating thickness of 25-175 ym.

The cored wire deposited using twin wire arc follows the same
principle as the powders. Lubricants and wear resistant materials
are carried by molten metal drops to the substrate. The coating,
independent of spray process, which is formed on the cylinder wall
has a certain degree of porosity. As solid lubricants are worn away
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local porosity increases. This porosity acts as an oil reservoir,
promoting fluid lubrication. This coating can be applied directly to
the cylinder wall or to a liner, which is inserted into the block
during engine assembly.

Plasma sprayed nickel-graphite coatings were evaluated by
Ghouse.'75 These coatings were made from nickel-graphite powder
only as opposed to being an additive. The coatings were tested using
a disk on flat plate machine. The friction coefficient was 0.1 at a
100 mg load and increased to a maximum of 0.2 at a 10 kg load. This
mild testing is difficult to compare to the severe wheel/rail
environment. The mild steel used as comparison had a friction
coefficient of 0.35 at a load of 10 kg.

The experiments with solid lubricants have always been
application driven. This gives information regarding mechanisms
and processes, but rarely can direct comparisons be made. The
current project is based on empirical results. Each iteration is
dependent on previous findings. The research plan involves a
systematic evaluation of three types of solid lubricants. The unique
characteristics of this project dampen the direct usefuiness of the
literature, but the basic understanding given by the literature as to
predicting how certain materials behave is invaluable.

1.2.8 Background of current research.

The literature review is useful in the evaluation and
optimization of coatings in this project. The path of research is
based heavily on coatings work done at OGl. McMurchie provided the
fundamental parameters for producing 1080 steel coatings which
had good wear resistance.3 The scope of the project had been to
reduce friction and wear and possibly provide a lubricant reservoir.
This was the rationale for expanding the research to include solid
fubricants.

Early work by McMurchie involved the plasma spraying of cored
wire and music wire. Both of these were similar in composition to



the 1080 spray steel wire used currently. Early coatings had poor
durability and often debonded. Through mostly trial and error the
parameters and materials required to create a durable coating were
narrowed to an acceptable envelope.

Evaluation technigques by McMurchie for the 1080 steel
coatings involved metallography, image analysis, and observation in
a scanning electron microscope. The coating’s performance, both
friction coefficient and durability were assessed using the Amsler
twin disk wear testing machine. Coating evaluation was expanded
for the current project to yield greater understanding of the coating
structure and degradation.

Wear testing each coating at every possible parameter was
time prohibitive. Singie splat analysis 3 allowed for observation of
individua!l particles. A glass slide was passed through the plume to
collect a thin fayer of coating. By observing the individual splats
assessment of potential coating quality became possible. The
individual splats ideally would be flattened upon impact with the
glass slide or substrate. Uniform splats and distribution of mostly
small with some large particles indicated optimum parameters had
been achieved. Deviations required adjustment of various plume
parameters such as working distance or gas flow rates.

Ultimately a high quality 1080 steel coating was developed
that provided some degree of friction reduction (0.45 vs. 0.7-0.9).3
This coating had a wear rate an order of magnitude less than an
uncoated rail steel. Parameters for reproducing this coating were
established. The objective of the current research was to
incorporate a solid lubricant into this coating to further reduce
friction and wear. This coating must reduce friction in order to
replace conventional grease lubrication.

To create the composite coatings the Plazjet hypersonic
plasma system was used in conjunction with wire and powder
feeders. A large part of the project involved developing parameters
to produce predictable structures. The goal was to produce coatings
with varying volume fractions of solid lubricant. The coatings ¢an
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then be characterized on the basis of wear performance and friction
reduction. Optimizing plasma spray parameters was an ongoing
process.

All work stemmed from ongoing analysis so that a final
product could be achieved in the least amount of time. The rail road
industry required a durable surface coating be created that could
reduce friction and survive the hostile rolling / sliding contact of
wheel and rail. In essence this project was the marriage of
industrial end use demands and thorough academic analysis to yield
a product which was both practical and useful while being well
understood and documented.
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Structure of molybdenum disulphide. a) Schematic

Figure 1.8.

drawing. b) SEM photograph of the layered MoS;
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contact area, and subsequently reduced friction. 74
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Figure 1.22.  Schematic of a pfasma-sprayed coating. The structure
consists of solidified particles, porosity, unmelted
particles and impurity inclusions.136
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Chapter Two
Experimental

2.1 Introduction

The experimental procedure to produce steel coatings with or
without a second phase Jubricant is presented. This includes a
description of the coating materials and plasma spray equipment.
The operation of the equipment and method of coating deposition is
also presented. Coating evaluation included microstructural
characterization and wear performance, which consisted of
durability and friction behavior. The procedures for coating
evaluation are described in detail.

2.2 Materials
2.2.1 Spray Materials

The steel coating material consisted mainly of 1.6 mm
(0.0625 in.) 1080 spraysteel wire. 308 L-Si stainless steel wire
(1.6 mm) was used in a limited number of polymer / steel coatings.
The vast majority of coatings were formed by the deposition of
1080 steel plus a solid lubricant powder or wire. Second phase
lubricant powders included graphite, nickel-coated graphite, and
copper. Overlay lubricants, which resided on the surface of the
coating versus being dispersed in the coating, included several
polymers.
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Graphite

An exhaustive search of commercially available graphite
powder was performed. Two forms of graphite were available. The
first was a high purity graphite flake powder. This powder was very
fine (< 50 um), with a particle morpholgy consistent with thin
shavings. This fine graphite powder was used for a limited number
of experiments. The other type of graphite powder was too coarse
(> 1 mm) and had low purity. This coarse powder was not used for
any experiments. The bulk of the plain graphite used was produced
in-house. Solid graphite bars were machined using a lathe, and the
turnings collected. Feed and spindle speeds determined the size and
shape of the resulting graphite particles. Graphite particle size was
targeted at 1 mm before post-processing. The particles were sieved
using a shaker and several screens of decreasing size to separate
the powder. This process allowed large friable particles to break
apart into smaller stable particles. Better than 90% of the rough
graphite particles ended up 500 ym or less.

Nickel-Coated Graphite

Two samples of commercial nickel-coated graphite were
obtained. The first powder was 25% graphite by weight and 57% by
volume. The second powder was 37% graphite by weight and 70%
graphite by volume. Both powders were nominally 100 ym in size.
The 70% volume graphite powder was used due to commercial
availability. The density of the 70% graphite powder was 1.42
g/cm3. Figure 2.1 is an SEM photomicrograph showing the
morphology of the nickel-coated graphite powder.

Gray Cast tron

Gray cast iron powder was obtained. The graphite volume
fraction was nominally 30%. The powder size was on the order of
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350 um. Attempts were made to manufacture cast iron powder in-
house through the use of lathe and mill turnings from cast iron bar
stock. The turnings were collected and ball milled to reduce
particle size. Ball milling was performed at room temperature, and
in an attempt to embrittle the turnings, in a liquid nitrogen
atmosphere.

Copper

High purity 1.59 mm (0.0625 in.) OFC Copper wire was used.
Later experiments employed a 100 ym OFC copper powder. Both wire
and powder are readily available commercially.

Polymers

Several sprayable polymer powders were employed. The
primary materials included nylon 171 (herein referred to as nylon),
nylon 11 blended with solid lubricants, ultra high molecular weight
polyethylene (UHMW), UHMW blended with solid lubricants and PTFE
(Teflon™). Torlon and Kynar were used as secondary polymers in
that they were only used for a small number of experiments. All of
the polymers were available commercially.

Powder properties were adjusted through mixing of different
materials. The ratios reflect weight proportions not volume. Nylon
was mixed with fine graphite powder in proportions of 4:1. Nylon was
also mixed with MoS; powder in proportions of 2.5:1. Both graphite
and MoS> additives were < 25 ym in size. UHMW was also mixed with
graphite and MoS2. Two powders were made, with the proportions
being 4:1 for the UHMW plus graphite and 2.5:1 for the UHMW plus
MoS;,. PTFE was sprayed as pure powder but was also mixed with
nylon. The three batches of PTFE plus nylon included mixtures of (%)
75-25, 50-50, and 25-75.
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2.2.2 Testing Material

Lab test substrates used for spraying consisted of fiat mild
steel coupons, cold-rolled round steel blanks, and specimens for
Amsler testing. The mild steel coupons were 75 mm x 25 mm and 6
mm thick. The Amsler rollers were machined from standard carbon,
300 BHN rail head. Several different rails were used, all of which
were similar in composition and hardness. The geometry of the
Amsiler roller is shown in Figure 2.2. The mating Amsler roller was
machined from class C wheel steel. The average compositions of
standard carbon rail steel and a class C wheel steel are listed in
Table 2.1 and 2.2, respectively. Round doughnut-shaped blanks were
machined from stainless or mild steel. The outer diameter was the
same as an Amsler roller but without the top hat profile.

Full size steel coupons were obtained for full scale testing in
the AAR track lab and at the FAST testing facility. The geometry of
the coupons was similar to a rail head but without the web or foot.
Sections of both head hardened and 300 BHN premium rail steel were
also obtained, in both new and worn condition.

2.3 Plasma Spray Equipment

The plasma spray system consists of an energy source, gas
source, plasma gun, and a control system. The energy source
consists of two DC 100 kW rectified power supplies wired in series.
The maximum power output of the power supplies was 200 kW at
400 V and 500 A. For this research only nitrogen and hydrogen were
used as plasma gases. The plasma gun employs a thoriated tungsten
cathode and copper anode. These are contained in a water cooled
brass gun assembly. Figure 2.3 is a schematic of the plasma gun
ilustrating the water and gas flow paths. A high output pump
circulated 26.5 liters per minute (Ipm) through the gun. The gases
and power were regulated with a mass flow control system. The
whole plasma system was contained in a sound deadened room. A



water curtain backdrop collected any overspray, while a high volume
fan removed any residual powder or particles.

Secondary equipment to the basic plasma system included wire
and powder feeders, sample cooling fixtures, and sample holding
fixtures. The wire feeders were similar to those used in
conventional MIG welders. Two wire feeders were available, making
twin wire spraying possible. The wire feed rate was controlied at
each individual feeder. Wire was delivered through conduit cable to
fixturing on the gun. The tip of the conduit cable contained a 1.9 mm
i.d. ceramic insert to guide the wire in a true direction. The powder
feeder allowed for controlled delivery of 25-300 ym powders. The
volume of powder as well as the powder velocity were adjustable.

A fixture attached to the gun held the wire feed conduit and
powder feed tubing. The fixture allowed for variable injection sites
and angles. Wire, powder, or both could be fed at 90 or 45 degrees
normal to the plume. The powder or wire could be injected as close
as 10 mm or as far downstream as 165 mm. Current fixturing could
accomodate two wire feeders and two powder feeders. Powders are
generally fed diametrically opposed to ensure the bulk remains in
the center of the plume. A photograph of the plasma gun and
traversing table ready to spray Amsler rollers is shown in Figures
2.4a and b. Figure 2.5 is a closeup of the plasma gun itself showing
wire and powder feed tubes.

To prevent overheating, a pair of gas nozzles delivered cooling
gas to the surface of the specimen. The cooling gas was
predominantly CO,, though dry compressed air was also used. The
cooling fixturing changed with specimen size. This simply consisted
of using different shaped cooling tubes to deliver gas to a given
geometry, either round amsler rollers or flat steel coupons.

The fixture to spray Amsler rollers consisted of a steel bar
attached to a variable speed motorized chuck. The steel bar was the
same diameter as the Amsler roller center hole. Steel tubing
protected the exposed bar from metal overspray. Figure 2.6
illustrates Amsler rollers ready to spray. Flat coupons to be
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sprayed were attached to a graphite rod which was machined flat on
two sides. The rod was suspended from the chuck. The rod
accommodated one to four flat coupons, and is illustrated in Figure
2.7.

2.4 Plasma Spraying Technique.
2.4.1 General Procedure

Although different parameters, materials, and combinations
thereof were employed in this research the basic method of applying
a coating, from surface preparation to post processing, remained
constant. The technigue varied slightly for coating application to
large rail specimens.

Surface Preparation

Surface preparation consisted of degreasing the surface of the
material using an organic soap and water. Amsler rollers were grit
blasted using a standard grit blasting system. The grit blasting gun
had an exit orifice size of 7 mm with the system air pressure being
BO psi. Grit consisted of steel shot and 500 ym alumina (Al>03)
particles. The samples were washed in acetone to remove any
residual contamination.

Rail sections required that a form fitting, portable grit blast
booth be constructed. The booth surrounded the rail to prevent grit
from escaping and provided a grit reservoir. A schematic and
photograph of the booth showing its configuration are shown in
Figure 2.8a and b, respectively. The steps of the surface preparation
were modified to cleaning with Al203 (alumina) followed by surface
roughening with steel shot. This was again followed by a thorough
acetone rinse. These processes were done immediatley prior to
coating deposition.
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Plasma Spray Procedure

The mass flow control unit fed primary gas into the gun and a
high frequency spark ignited the gas. Secondary gas was then
introduced, and gas flows were adjusted to the desired rate. At this
point the coating material, wire or powder, was fed into the plume.
The plume was traversed manually across the specimen at speeds
varying between 0.20 and 0.25 meters per second. Application of the
polymers required a traverse speed of 0.50 to 0.75 meters per
second. The number of passes was adjusted to give the desired
coating thickness. All coatings were sprayed with a minimum of 0.1
mm 1080 steel before second phase lubricants were added. The
amount of time the sample was traversed upon was also recorded.
The specimen was cooled with compressed CO; gas or air directed at
the specimen’s surface.

Gas flow defines the rate of delivery of the primary and
secondary gas. The units are in standard liters per minute (slpm).
The working distance is the iength in mm from the anode opening to
the substrate. Injection distance is the measure in mm from the
opening of the anode to the point at which powder or wire entered
the plume. Injection angle was the angle normal to the plume at
which wire or powder entered. Powder gas flow was the rate of
carrier gas from the powder feeder. Powder feed rate was defined
as the RPM of the feed wheel within the powder feeder.

The gas flow and working distance are abbrieviated as: primary
gas (slpm)/ secondary gas (slpm)/ working distance (mm). For this
research the primary gas was nitrogen and the secondary gas was
hydrogen. 230 slpm N, / 30 slpm H, / 235 mm were the standard
parameters for spraying steel onto Amsler rollers.

2.4.2 Solid Lubricants

Each second phase lubricant required optimization of spray
parameters. This inciuded varying the parameters defined above.



For each type of lubricant the exact spray technique is defined. The
second phase lubricants were graphite, cast iron, nickel-coated
graphite, and copper. The overlay lubricants were various polymers,
with or without solid lubricants. The exact spray parameters for
each test are presented in the results section.

Graphite

Early coatings with graphite were sprayed on flat coupons. A
variety of gas parameters and injection sites were attempted. The
injection distance ranged from 25 mm to 165 mm. The materials
included a graphite powder made in-house and a commercially
obtained graphite flake. Gas flow rates varied between 200 slpm N
and no secondary gas to 270 slpm N, / 110 slpm Hz. The working
distance was 225 mm. The powder feeder RPM varied between 10
and 15.5. Powder feeder carrier gas varied between 40 and 85 L /
min.

Amsler rollers were spray coated based on the results of the

coupons. Gas parameters varied from 200 slpm N> and no secondary

gas to 250 slpm Nz / 100 slpm Hy. The working distance was again
225 mm. Powder feeder RPM ranged from 10 to 18 and the powder
carrier gas flowed from 28 to 57 L / min. Powder injection distance
varied from 5 mm to 85 mm at 45 or 90 degrees. Coating
thicknesses were targeted between 0.5 mm and T mm. Some tests
employed two 1080 steel wires injected at the standard 15 mm and
35 mm. One or two powder injector tubes were used. Muitiple
rollers and a witness sample were sprayed at each parameter.

An aerodynamic shield was introduced to increase graphite
deposition efficiency. The shields were manufactured from a solid
piece of graphite. The shields were free standing from the other
fixtures. Two shields were made, the second shield iteration was
equipped with backside cooling tubes. The first iteration is
illustrated in Figure 2.9, and the second iteration in Figure 2.10.
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Nickel-Coated Graphite

Nickel-coated graphite powder was co-sprayed with 1080
steel wire. The spray conditions were similar to those used to spray
graphite, except an aerodynamic shield was not used. Preliminary
samples were sprayed to fine tune the system. Amsler rollers plus a
round witness sample were sprayed at varying parameters. These
early tests confirmed the parameters were acceptable. The gas
parameters remained at 230 slpm N; / 30 slpm H,. The working
distance was increased to 235 mm. Powder injection via two tubes
was at 45 degrees with an injection distance of 25 mm. Powder
feeder gas flow rate varied between 37 and 45 L / min. Powder feed
rate (RPM) and coating thickness became the primary variables.

With the basic parameters established several test matrices
were performed to determine the effect of coating thickness and
graphite volume fraction. The matrices included coatings which
were 0.25 mm, 0.5 mm and 1 mm. Powder feed rate varied between
5.0 RPM and 18.5 RPM. Graphite was dispersed in the entire coating
matrix in two sets of tests. The remainder of the tests were done
with graphite dispersed in only the top 30% of the coating. A set of
coatings was produced using a low feed wheel in the powder feeder.
The wheel allowed 60% of the powder to flow at a given RPM, as
compared with the original powder feed wheel. The low feed wheel
permited reduced volume fractions (< 5%) of graphite to be
deposited.

Cast Iron Powder

Cast iron powder was deposited with 1080 steel wire onto
Amsler rollers. The variables were similar to the nickel-coated
graphite coatings. The gas parameters were 230 slpm N> / 30 slpm
Hz, with a working distance of 235 mm. The injection distance was
15 mm for the first powder and 85 mm for the second, both at 45
degrees. The powder feed rate varied between 2 and 10 RPM, and the
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powder carrier gas flowed between 25 and 31 L /min. One of the
coatings was sprayed with two 1080 steel wires.

Copper wire

Copper wire and 1080 steel were initially sprayed onto flat
steel coupons for metallographic examination. These early tests
encompassed the spraying of more than twenty steel coupons.
Within these tests several variables changed, the wire feed rate,
wire injection distance, and the wire injection angle. Wire feed rate
ranged from 1.4 kg/hr to 4.8 kg/hr. The wire injection distance was
between 15 and 85 mm at 45 degrees. The gas parameters remained
constant at 230 slpm N> / 30 slpm H;. Working distance was 225
mm or 235 mm.

Based on the microstructural information from the coupons,
Amsler rollers were sprayed with copper wire and 1080 steel. Gas
parameters were held at 230 slpm Nz / 30 slpm H», with a working
distance of 235 mm The wire feed rate again varied between 1.4
kg/hr and 4.8 kg/hr. The injection distance was 10 to 110 mm with
a feed angle of 45 or 90 degrees. The optimum wire feed speed
varied depending on injection distance. Two rollers and a
metallographic blank were sprayed for each test. Copper was
distributed throughout the matrix and the target coating thickness
was 0.75to 1 mm.

Copper Powder

Copper powder was codeposited with 1080 wire. The gas
parameters remained at 230 slpm N / 30 slpm H;, with a working
distance of 235 mm. Powder feeder RPM was the main variable,
which only varied from 0.5 to 3.0. The injection distance remained
constant at 15 mm at 45 degrees. Two different sized injection
tubes were used. The standard size tube had an exiting diameter of
1.9 mm and required a gas flow rate of 45 L /min. The large tube had



an exiting diameter of 6.5 mm and required a gas flow rate of 26 L
/min. The standard tube size was used for all the work with
graphite and polymers. Multiple coupons were sprayed to evaluate
the microstructure. Amsler rollers were sprayed given the results
of the coupons. The same range of variables were used.

The low feed wheel was used to produce low copper volume
fraction coatings. The powder feeder RPM for the low feed wheel
varied between 1 and 3. The standard powder injection tubes (1.9
mm) were used. Powder gas flow rate remained constant at 31 L /
min. The other variable ranges were the same.

Polymers

Polymers used a unique set of parameters, unlike the other
lubricant materials. The polymers were overlayed on the 1080
coating as opposed to being dispersed within it. The polymer
coatings were very thin, ranging from 25 to 75 um. The gas
parameters were developed through early work on polymers over rail
steel. The ideal polymer deposition parameters were 200 slpm N, /
50 slpm Hz, with a working distance of 255 mm. These were the
standard parameters for all polymer coatings. Injection distance
was generally 65 mm at 45 degrees. Carrier gas rate varied slightly
between 23 and 30 L / min. Some polymers were sprayed on flat
plates for macro-evaluation.

Amsler rollers were sprayed with 1080 steel as done in early
work on 1080 steel coatings. The coatings were sprayed to nominal
thicknesses of 0.25 mm, 0.5 mm, and 0.7 mm. The rollers were
sprayed in blocks of five. The samples were allowed to cool to room
temperature. The polymer coatings were applied as layers. A jet of
dry compressed air dwelled on the samples for 30 seconds between
layers. The number of layers were adjusted to give the desired
polymer coating thickness.

A wide variety of polymers were used as described earler.
Nylon and UHMW were sprayed neat or mixed with a solid lubricant of
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either MoS; or Graphite. Teflon was sprayed neat and mixed with
nylon. Torton and Kynar were sprayed neat. Neat simply means
unmixed or pure, without any additives.

2.4.3 Rail Coupons

Steel coupons (SAE 4340 steel) with a similar profile to a
standard carbon rail steel head were coated with a 1080 steel
coating or a polymer / 1080 steel coating, for larger scale testing.
The parameters were generally the same as those used to spray
steel coatings on Amsler rollers and flat steel coupons. Gas
parameters did change for the latter samples, specifically an
increase in the secondary gas flow rate from 30 slpm Hz to 75 slpm
Ho.

A fixture was created to hold the coupon and allow it to be
rotated during the spraying operation. The entire surface could not
be coated in only one pass. Thus, the sample was rotated about the
rail head while the gun was traversed across the length of the rail.
Figure 2.11 illustrates a coupon and holding fixture, ready to spray.
Three iterations of rotation were required to coat the entire width.
Surface preparation techniques followed those outlined earlier. The
sample was cooled with dry compressed air as opposed to CO;. The
entire width of the coupon was coated. The coating thickness was
deposited uniformly on the first sample. Later samples feathered
the coating thickness at the ends. Coating thickness ranged from
0.25 mm to 1 mm at the center tapering off to nothing at the edges.

2.4.4 Raif Steel

Varying length rail sections were spray coated with 1080
steel and a polymer for full scale rolling load and FAST track
implant testing. The size, shape, and weight required new fixturing
to be created. Figures 2.12a and b illustrate the fixturing used to
spray large rail specimens. The gas parameters for 1080 steel
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changed to 230 slpm N, / 75 slpm Hp, with a working distance of

235 mm. The traverse speed varied between 0.20 and 0.25 meters
per second. Application of the nylon was again at a traverse speed

of 0.50 to 0.75 meters per second. The polymer was deposited at the
standard 200 slpm Nz / 50 slpm Hp, 255 mm working distance.

The method of coating the rail was similar to that used for the
rail coupons. Uniform deposition required traversing in the length of
the rail coupled with rotation about the rail head. The rotation was
iterated to allow the center of the plume to impinge at each location
during the coating process. The smaller samples, i.e. track
laboratory coupons and rolling load machine sections, required only
three iterations of rotation. In these samples the focus was on the
top of the rail, with little emphasis on the gage face. The working
distance remained within 10 mm during the sample rotation. The
large twelve foot rail required 5 iterations of rotation to fully cover
top to gage face. In addition the working distance had to be modified
when the gage face was coated. This was accomplished by
interrupting spraying and moving the gun fixture to the new working
distance. This event required spray interruption for less than 45
seconds. All of the rail samples were cooled with air during both
steel and polymer deposition.

2.4.5 Parameter Optimization

Parameters were optimized for depositing the 1080 steel
coating on the rail head surface. Two inch sections of rail were
coated at various gas flow rates and working distances. The
nitrogen gas flow rate varied between 200 slpm and 275 slpm, the
hydrogen between O and 125 slpm, and the working distance from
200 to 250 mm. The samples were cooled with compressed air
impinging on the surface. Each sample was sectioned, mounted, and
polished through 0.05 ym alumina. The sample microstructures
were analyzed with the scanning electron microscope using back
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scattered electron imaging. Porosity and oxide content were
evaluated qualitatively.

2.5 Performance Evaluation

Plasma sprayed coatings were evaluated in the {aboratory with
the Amsler machine, a large scale rolling loading machine, and in the
field with full scale train cars. The Amsler machine is described in
detail. Descriptions of the large scale tests are presented in the
Discussion section with the results of those tests.

2.5.1 Amsler Machine

The coating performance was tested in the lab under dry and
lubricated rolling/sliding conditions on an Amsler twin roller test
machine. Figure 2.13ais an overview of the Amsler wear testing
machine. Figure 2.13b is a close-up of the Amsler machine showing
two rollers mated, and ready for testing. The Amsler machine is a
twin roller dynamometer capable of mechanically measuring friction
coefficients over a range of creepage. Creepage aiso known as slip,
Is defined as the percent difference in surface speed between the
mated rollers. The amount of creepage or slip can be calculated
from Equation 2.1. ’

[Equation. 2.1.] Slip={2 (1.104D>-D4)]/[1.104 D> + Dy |

D» is the diameter of the bottom roller, and D, is the diameter of the
top roller.

The Amsler has two shafts with the lower shaft rotating at a
speed 1.104 times faster than the top shaft. The machine has two
running speeds 200 RPM and 400 RPM. The cylindrical specimens,
further referred to as Amsler rollers, are fixed on the end of each
shaft. These two rollers mated against one another produce
controlled rolling/sliding contact. By varying roller diameter the
creepage can be varied from 0-100% under loads up to 2500 N.
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Pressure was applied to the specimens with a coil spring. The
contact pressure is calculated using Equation 2.2, the Hertzian
contact formula.

[Equation 2.2.] Po=0.418 [ LE/R ] 05

P, is the maximum contact pressure, E is Young’s modulus, L is the
load per unit contact width, and R = [ Ry-1 + Rz -] -1 where Ry and Rz
are the upper and lower roller radii. All tests were run with a

contact width of 5 mm. It is noted that the modulus for the coatings
is unknown as the coatings are compasite in nature. The modulus for
steel was subsequently used as an estimate.

The friction coefficient is related to the amount of pendulum
deflection in the Amsler. A pendulum, of specific weight is attached
to the shaft holding the lower roller. The value of the coefficient of
friction was calculated from Equation 2.3.181

[Equation 2.3.] p=2.75d / LG

In equation 2.3, d is the amount of pendulum deflection in N-m, as
read from the Amsler itself, L is the load (Newtons), and G is the
radius of the lower roller. The constant 2.75 was determined by
counter weights added to the pendulum.

2.5.2 Amsler Machine Operation

Performance was measured in terms of test cycles and average
and final friction coefficient. One cycle was defined as a complete
revolution of the bottom roller. The coating durability was defined
as the number of cycles before the coating failed by debonding or
surface wear, or the friction coefficient increased beyond 0.3-0.S.
Virtually all of the wear tests were run uninterrupted to evaluate
the change in friction coefficient over the number of revolutions.
However, a wear rate was calculated for some samples requiring
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test interruption. Roller wear rates were measured by removing the
rollers from the machine at set intervals and weighing them. Wear
rate was calculated from the slope of the weight loss vs.
revolutions curve.

Wear tests were all performed at 200 RPM unless otherwise
noted. A jet of dried compressed air impinged on each roller to
prevent overheating. The cooling jets were eliminated for
lubricated tests. The bottom rollers were cleaned with scap and
water and rinsed with acetone prior to testing. The bottom rollers
were always uncoated wheel steel. The hottom roller diameter was
altered to change the amount of slip. The top rollers were plasma
spray coated rail steel and were targeted at a constant 35 mm. The
coatings were tested as-sprayed. Tests were run to failure or to a
reasonable length (generally no greater than 20,000 revolutions).

Water and grease lubricated tests were performed on nylon and
1080 steel coatings. In the water lubricated tests a constant flow
(approximately 2 drops per second) was maintained onto the top
roller. For the grease lubricated tests a set amount of lubricant was
applied to the sample at given intervals. 0.4 cc of lubricant were
applied initially, followed by 0.2 cc at each interval. Interval
duration and type of lubricant are noted in the test results.

The test parameters used in the Amsler wear test consisted of
the number of revolutions (length of test}), contact pressure, load,
and slip (creep). The parameters for the individual tests are
presented in the results section.

2.6 Microstructural Evaluation
2.6.1 Metallography

Steel coupons were sprayed early in the research to provide a
metallographic record of spray parameters. Later, when Amsler
rollers were sprayed with a specific coating, a witness sample was
often included to provide 2 metallographic record. Metallographic
specimens were taken from transverse and longitudinal sections of
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the witness sample. For Amsler wear tests of interest a transverse
or longitudinal section was taken from the wear track.

Metallographic sections were cut from the coating and
substrate with a slow speed saw, Steel coupons, being less fragile
were cut, with a high speed abrasive saw. The specimens were
mounted in Epomet epoxy resin. Attention was paid to edge
retention and edge rounding during polishing. The samples were
polished through 0.05 ym alumina (Al>03) abrasive. Graphite and
nickel-coated graphite steel coatings were polished dry through 600
grit papers to retain the graphite particles.

2.6.2 Optical Microscopy

The coating microstructures were observed optically using a
Nikon Epiphot inverted microscope. Magnifications ranged from 50x
to 400x. The coatings were observed as polished except for the
copper containing coatings. These coatings were swab etched with
2% nitric acid in ethanol (Nital). Etch time was generally between 2
and 5 seconds.

2.6.3 Scanning Efectron Microscopy (SEM)

Sprayed coatings were observed in the scanning electron
microscope at magnifications up to 10,000x. Secondary electron
(SE) imaging was utilized to examine surface topography.
Backscattered electron (BSE) imaging was used to enhance the phase
contrast and to locate compositional variations.

Energy Dispersive X-ray detection (EDS) aliowed for the
identification of coating composition. EDS detects the specific
elemental x-rays being emitted from a sample. Both qualitative and
guantitative information can be extracted from a sample. Elements
with atomic numbers below 12 are more difficult to detect due to
their weak characteristic x-rays. EDS can detect thin films, but



caution must be used as electron interaction will yield information
about the subsurface that may skew the results.

Surface films which formed on both the coated (top) roller and
the wheel (bottom) roller during wear testing of nickel-graphite
containing steel coatings and polymer / steel coatings were
examined. The coatings were examined for the presence of certain
elements, primarily carbon. Only qualitative data was collected, no
attempt was made to determine the exact amount of transferred
material.

2.6.4 Image analysis

Computer-based image analysis was performed to measure
volume fraction of the second phase lubricant material. Image
analysis was performed at 100x, 200x, or 400x depending on the
coating thickness. The procedure for each field involved capturing
an image and doing a histogram modification, which increased the
contrast between constituents. This image was then sharpened to
give clearer boundaries between components. Thresholding allowed
assignment of gray scale range to each field element. For example,
graphite is black, whereas the steel matrix is white and gray. By
assigning a gray scale value to the black areas and another to the
gray and white areas, the graphite can be separated. The pixels
which are contained in the black areas are counted, thus giving a
volume fraction of graphite. Images for quantification were taken
only from areas which had both matrix and second phase lubricant
particles. Thirty fields were found to give good statistical results.
Quantification was performed on the nickel-coated graphite and
copper containing steel coatings.

2.6.5 Fourier Transform Infrared Spectroscopy

Fourier Transform Infrared Spectroscopy (FTIR) was performed
on various polymer films. Samples were cut from as-sprayed and
as-tested Amsler rollers. Polymers were melted onto flat shim



stock in an air furnace at 210° C. Flat shim stock was also plasma
sprayed with polymer coatings at various states of heat input. Both
attenuated total reflectance (ATR) and specular reflectance (SR)
modes were utilized. The FTIR spectra were downloaded to a PC
based system for analysis.

2.6.6 Focused lon Beam

The FEI 610 focused ion beam (FIB) was used to cut small
sections in polymer coating surfaces. This was performed to
measure the very thin surface film which transferred from polymer
/ steel coated top roller to the bottom roller during wear testing.
Cutting small canyons allowed a transverse section of film and
substrate to be observed. Polymer coatings were sputter coated
with gold-palladium. Transverse sections of spray coated rail (top)
rollers and worn wheel (bottom) rollers were examined. Canyons
were cut from the coating surface to the steel interface.
Microcross-sections were examined in the SEM using secondary
electron and backscattered electron imaging.
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Table 2.1.

31.4 Rc.

83

Composition of standard carbon rail steel used to
machine Amsler rollers.

Average hardness equaled

Steel

Mn

Cr

Ni

Cu

Al

X-95

0.730

0.927

0.283

0.173

0.117

0.223

0.028

0.002

X-244

0.787

0.86

0.25

0.21

N/A

0.21

0.006

0.011
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Table 2.2. Composition of Class C wheel steel. Wheel steel was
machined into Amsler rollers. Average hardness
equaled 30.4 Rc.
C Cr Mo Mn Si S Cu Ni V
0.66 | 0.036 | 0.014 | 0.684 | 0.528 | 0.022 | 0.089 | 0.029 | 0.009




Figure 2.1.

06 1—-HSE

(200x)

SEM photomicrograph itlustrating the morphology
of nickel-coated graphite particles used to produce
nickel graphite / 1080 steel coatings. SE imaging,
S0x, 200x.
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Figure 2.2. Schematic drawing of mated Amsler rollers showing

dimensions.136 The 35 mm roller is the as-sprayed
dimension of a rail steel roller. The wheel steel
roller is machined to 45 mm to yield 2 slip ratio of
35%.
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Figure 2.3.

Schematic drawing of plasma gun illustrating the
location of the tungsten cathode and copper anode.136
This drawing also illustrates the flow path of
plasma-forming gas and cooling water.
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(a)

Figure 2.4.

Photograph illustrating plasma gun set-up to spray
Amsler rollers. a) Overview of plasma gun, traverse
table, and Amsler holding fixture. b) Closeup of
plasma gun and backside cooling tubes.



Figure 2.S.

Photograph illustrating close-up of plasma gun
showing powder and wire feed. Note: powder feed
tubes are diametrically opposed to ensure smooth
flow into the plasma stream.
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Figure 2.6.

Photogragh illustrating Amsler rollers attached to
rotatable steel shaft, Surface preparation has not
been done.
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Figure 2.7

Photograph showing flat steel coupons attached to
graphite bar, ready for spraying. 1-3 steel coupons
could be sprayed at a time.
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Figure 2.8. Portable grit blasting booth as attached to large
rail section. a) Schematic drawing.'36 b) Photograph
showing FAST, full size rail being prepared.
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Schematic drawing of graphite shield #1 showing
shape and positioning during plasma spraying of
Amsler rollers. 136 The half-moon prevented backside
cooling, thus cooling jets impinged from the same
direction as the particle and plasma.
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Figure 2.10.  Schematic drawing of graphite shield #2 showing
shape and positioning during plasma spraying of
Amsler rollers.'36 Note: arrows indicate where
backside cooling jets would impinge.



Figure 2.11.

Photograph illustrating Track Lab Coupon and fixturing
used to apply plasma sprayed coating of 1080 steel
and nylon.
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Figure 2.12.

(b)

Photographs showing plasma gun and fixturing used to
spray large rail sections. a) Closeup of gun showing
powder feed tubes. b) Gun and rail following
deposition of coating. Arrow denotes point of rotation
used during coating deposition.



Figure 2.1 3.

Photographs showing Amsler wear testing machine.
a) Overview of machine. b) Two rollers mated and
ready for testing; top roller is spray coated rail steel,
bottom roller is as-machined wheel steel.
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Chapter Three
Results

3.1 Introduction

All of the coatings investigated in this study were evaluated
by means of microstructural characterization and performance under
rolling / sliding conditions. Image analysis and metallography
provided information as to the coatings microstructure and more
importantly the volume fraction of retained solid lubricant. Image
analysis was only performed on the nickel-coated graphite and
copper containing 1080 steel coatings. Polymer coatings were
analyzed using the SEM and FTIR, as they were too thin to be
resolved optically. Rolling / sliding wear tests were performed on
all of the coating systems, with variations on contact pressure and
slip ratio.

The results are listed for each coating system. Performance
results are listed as the friction coefficient and durability. The
baseline friction coefficient for a 1080 steel coating without any
added solid lubricants is 0.46. Friction values for the other coatings
systems are compared to this value. Durability of the coating is
defined as the number of test cycles the coating can endure before
interfacial debonding or when the friction coefficient approaches
the base line value of 0.46. The graphite / steel coating system is
presented followed by the copper / steel coatings and finally the
polymer / steel coating system, which was used for both small and
large scale wear performance evaluation.
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3.2 Graphite
3.2.1 Introduction

Graphite is a well known solid lubricant, If graphite particles
could be contained within a wear resistant steel matrix there was
reason to believe friction and wear could be reduced. The goal was
to entrap a sufficient quantity of graphite to create a durable
lubricating film without compromising the structural integrity of
the 1080 steel coating.

Several types of graphite material were used in an effort to
produce a graphite and 1080 steel composite coating. These
included graphite powder, graphite-flake powder, nickel-coated
graphite powder, and cast iron powder. Various geometries were
used as substrates during the early work. Flat steel coupons were
spray coated to provide fast metallographic analysis during the
early stages of coating development. Amsler rollers and round
blanks were used for the majority of the testing once basic
parameters had been established. The coating microstructures and
their corresponding wear performance is presented for each set of
test experiments.

3.2.2 Graphite Powder
Flat Coupons

Flat bars were sprayed initially to determine coarse graphite
deposition parameters. The two types of graphite used included a
fine (< 50 ym) powder and graphite powder (< 500 gm) made from
lathe turnings in-house. A wide range of gas parameters and
injection distances were used. The spray parameters and retained
graphite volume fractions of 1080 steel /graphite coatings on flat
coupons are shown in Table 3.1. Figures 3.1 through 3.3 illustrate
the large retention of graphite obtained over a wide range of gas
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parameters. Figure 3.1 is a coating sprayed at the low range of gas
parameters: 200 slpm Ny and no secondary gas at a working distance
of 225 mm. Figure 3.3 was sprayed at the high end of the gas
parameters: 270 slpm N> / 70 slpm Hz / 225 mm. The coupons
clearly retained graphite at a wide range of gas parameters when

the powder was injected at 25 mm from the anode.

The graphite powder injection distance had the greatest effect
on the retention of graphite. It was illustrated that when graphite
was injected at 25 mm from the anode it was retained in volumes of
20-30%. When the powder injection distance was increased to 65
mm the amount of retained graphite fell to 10-15 %. When the
powder injection distance increased to 115 mm the graphite
retention fell to < 5%. Figure 3.4a and b illustrates the coating
microstructure of a sample sprayed with a powder injection
distance of 65 mm and 115 mm, respectively. At 165 mm there was
virtually no retained graphite. Figure 3.5 illustrates a 1080 steel
coating without any retained graphite, where powder injection
distance equaled 165 mm.

Amsler Rollers

Using the results of the flat coupon microstructures, a set of
parameters were established to spray Amsler roliers for
performance evaluation. With few exceptions the gas parameters
remained at 230 slpm N, / 30 sipm H;. The working distance
increased from 225 mm in tests G1 through G8 to 235 mm in all
further tests because the 1080 steel wire injection angle changed
from 90° (normal to the plume) to 45°. Microstructure and
performance results of Amsler wear tests include work with
graphite powder, graphite-flake powder, and the aerodynamic shield,
which was created to improve graphite retention.
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Early Work

Graphite tests G1 through G8 account for the initial attempts
at producing a self-lubricating graphite cozating. Samples G4
through G6 utilized the graphite-flake powder, while all other
samples in this series (G1 through G23) used the graphite powder
made from lathe turnings. Table 3.2a lists the gas parameters and
powder feeder conditions used to coat Amsler rollers with 1080
steel plus graphite. The wear test parameters, which include
contact pressure and creepage, and performance results are shown in
Table 3.2b. Comments within the table note any specifics of the
individual tests. It is noted that these coatings were sprayed with
only one powder injection tube.

The results of these early tests indicate none of the coatings
showed a reduced friction from the baseline = 0.46 for a 1080
steel coating without any solid lubricants. The wear durability
appeared to be equivalent to the 1080 steel coatings. This
comparison was made by observation of both coating’'s degradation
appearance. Microstructural observation confirmed the lack of any
retained graphite particles. The graphite /1080 steel coatings
tended to debond early in the test (< 2000 revolutions). Wear was
especially poor for coatings tested at Po= 1220 N/mm?Z and 35%
creep. Figure 3.5 illustrated the microstructure of a graphite /
1080 steel coating where no graphite was retained. This figure also
serves as a microstructural reference of a 1080 steel coating
without solid lubricant additives.

Aerodynamic Shield

An aerodynamic shield was created to alter the flow of
graphite particles in the plasma plume. Retention of graphite
requires that molten steel particles capture solid, unmeltable
graphite particles. The two shield geometries were an attempt to
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increase the interaction of steel and graphite particles during
spraying.

Table 3.3a lists the spray parameters used in conjunction with
the aerodynamic shields. Samples G9 through G11 were sprayed
with Shield #1, which is illustrated in Figure 2.10. Samples G12
through G14 and samples G17 through G19 were sprayed with the
second design iteration shield (Shield #2), which is illustrated in
Figure 2.11. Samples G15 and G16 were sprayed without a shield.

The performance results and test parameters are given in Table 3.3b.
Creep is calculated from the actual diameters of the test rollers.

The coating thickness would vary between samples, thus creep

would also vary. Two creep modes were used. Low creep was

targeted at 5%, but varied between 4% and 6%. High creep was aimed
at 35%, but ended up within 34% and 37%.

Of the samples sprayed only two, G12 and G16, had any
appreciable graphite retention. Sample G12 was tested at P, = 900
N/mm2 and 5% creep. The friction coefficient (i) equaled 0.3 and
the durability was in excess of 10,000 revolutions. This
performance was contingent on low creep (5%) and a low contact
pressure (900 N/mm2), When sample G12 was tested at 35% creep it
failed within 200 revolutions. The microstructure for sample G12 is
shown in Figure 3.6a. Sample G16 had a similar microstructure and
performed equivalently to G12. The friction coefficient was again
equal to 0.3, under conditions of creep = 5% and Po= 900 N/mm2. The
durability exceeded 10,000 revoiutions. The microstructure of G16
is illustrated in Figure 3.6b. It is of interest to note that each
coating was sprayed with the same parameters except for the
presence of the aerodynamic shield for sample G12.

Dual Wire
Two wire feeds were used in samples G20 through G23 to

increase the flux density of molten steel particles in the plume and
the chances of graphite particle capture and retention. Tables 3.4a



and b summarize the results of spray parameters and wear behavior.
G22 and G23 were sprayed using Shield #2. The Amsler test results
indicate that friction reduction was not achieved, which is
corroborated by metallography showing few, if any retained graphite
particles in the coating. The microstructure of these coatings were
similar to other non-graphite containing sampies.

Synopsis

The samples G12 and G16 were the only samples to show any
retained graphite and friction reduction. The results from testing
G16 suggest the aerodynamic shield was not necessary to increase
the chances of graphite retention. Solid particle graphite appeared
to retain itself in the 1080 steel coating by random occurrence as
opposed to being a direct function of spray parameters.
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Table 3.1. Spray parameters and results for early
microstructural evaluation of graphite powder / 1080
steel coatings. Plasma gas flow rate was a major
variable, however working distance remained at 225
mm.
Plasma Powder | Injection | Graphite
Sample Gas Power Feeder | Distance Volume
N> / H» Gas
(slpm) (kw) (slpm) (mm) (%)
M1 200/ 0 109 43 165 -
M2 230/ 30 130 43 165 -
M3 270/ 70 140 43 165 -
M4 250 /110 140 43 165 -
M5 230/ 30 130 43 115 <5
M6 230/ 30 130 43 6S 10-15
M7 230 / 30 130 57 65 10-15
M8 230 / 30 130 57 25 20-30
MO 200/ 0 109 57 25 20-30
M10 270/ 70 140 57 25 25-35
M11 250 /100 140 57 25 25-35
M12 230/ 30 130 85 25 20-30
Powder Injection @ 45°; Powder Feed Rate = 1S RPM; 1= 350 Amps
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Table 3.1a. Spray parameters for graphite powder / 1080 steel
coatings G1 through G8. Gas parameters were a major
variable, with working distance remaining at 225 mm.
Graphite material was powder from lathe turnings
except as noted, where commercial graphite flake
was used.
Gas
Parameters Coating Powder Powder
Sample N> / Hj Power Thickness Feed Gas
(slpm) (kW) (mm) (RPM) (slpm)
G1 250 /100 140 0.97 15 57
G2 250/ 85 140 1.1 15 57
G3 230/ 30 130 1.5 10 42
G4 * 200/ 0 109 0.97 15 42
GS * 250/ 70 140 0.85 15 42
Gb * 230/ 30 130 0.98 15 42
G7 230/ 30 130 0.88 15 28
G8 230/ 30 130 0.98 10 42
Powder Injection Distance= 25 mm @ 45°, Working Distance= 225 mm.
I= 350 Amps; * Commercial graphite flake powder
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Table 3.2b. Amsler performance test conditions and results for
graphite / 1080 steel coatings G1 through G8.
Test Friction
Sample Po Creep | Length Coefficent | Comments
(N/mm?2) (%) (revs.) )
GT 1220 5.15 150 - D
G2 900 5.21 840 0.46 D
G3 1220 33.2 430 0.46 D
G4 900 6.24 1000 0.46 T
G5 900 6.24 1000 0.46 T
G6 900 6.25 1650 0.42 D
G7 # 900 35.43 | 600 0.49 T
G7 #2 1220 5.21 1150 0.46 D
G8 #1 900 35.8 < 200 - T
G8 #2 1220 4.9 1500 0.46 T
1 Creep calculated from roller diameters
Comments: D= Debond; T= Test terminated
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Table 3.3a. Spray parameters for graphite powder / 1080 steel
coatings G9 through G19. Gas parameters were 230
slpm N3 / 30 slpm Hp, with a working distance of 235
mm. Graphite powder from fathe turnings was used
for all samples.
Coating Powder Powder
Sample Thickness Feeder Gas Comments
(mm) (RPM) (slpm)
G9 0.87 15 36 St
G10 0.90 15 36 S1
G11 0.89 18.5 42 S
G12 0.95 18.5 42 S2
G13 0.98 15 4?7 S2
G14 1.06 15 42 S2
G15 1.09 15 42 NS, |
G16 0.96 18.5 42 NS, |
G17 1.13 18.5 42 S2,N
G18 1.05 18.5 57 S2
G19 0.98 18.5 70 S2
Powder injection distance= 25mm @ 45 degrees; Maximum feed rate= 18.5 RPM.
Power= 130 kW @ 370 V and 350 A
Comments: S1= Shield #1; S2= Shield #2; NS= No shield; N= 90 degree powder
injection angfe; |= Powder injection distance=15 mm.
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Table 3.3b. Amsler performance Test conditions and results for
graphite powder / 1080 steel coatings G9 through
G19.
Test Friction
Sample Po Creep ! Length | Coefficient | Comments
(N/mm2) (%) (revs.) (1)
G9 900 6.16 1500 0.46 T
G10 900 5.96 2500 0.46 T
G11 700 36.6 2080 0.46 D
G12 #1 900 6.24 11,000 0.30 T
G12 #2 900 35.9 < 200 - T
G13 #1 1220 36.1 1800 0.46 T
G13 #2 900 36.1 850 0.46 T
G13 #3 900 6.43 2550 0.46 D
G14 900 4.23 2740 0.46 T
G15 900 4.76 2000 0.46 T
G16 #1 900 3.9 2000 0.30 -
Gl6 #1* 1220 3.9 13,950 0.30 T
G16 #2 900 33.2 < 200 - T
G17 #1 900 34.4 480 0.46 T
G17 #2 1220 3.9 2100 0.46 T
G18 1220 5.5 760 0.46 T
G19 1220 4.6 1500 0.46 T

1 Creep calculated from rolter diameters; * Test continued at higher contact pressure

Comments: D= debond; T= test terminated
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Table 3.4a. Spray parameters for graphite powder / 1080 steel
coatings G20 through G23. Gas parameters were 230
slpm Nz / 30 slpm H», with a working distance of 235
mm. Graphite powder from lathe turnings was used
for all samples. Two 1080 steel wires were used.
Coating Powder Powder
Sample Thickness Feeder Gas Comments
(mm) (RPM) (slpm)
G20 1.07 15 42 NS
G217 0.87 15 42 NS
G22 1.05 18.5 42 S2
G23 0.98 17.8 57 S2,|
Powder Injection= 25mm @ 45 degrees; Maximum powder feed rate= 18.5 RPM;
1080 Wire injection=15 and 28 mm; Power= 130 kW @ 370V and 350 A
Comments: S2=Shield #2; NS=No shield; I= Powder injection distance= 85 mm.
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Table 3.4b. Amsler wear test conditions and results for graphite
powder /1080 steel coatings G20 through G23.
Test Friction
Sample Po Creep ! Length |Coefficient | Comments
(N/mm?) (%) (revs.) (1)

G20 -1220 4.61 1000 0.46 T
G21#1 1220 6.64 2100 0.46 T
G21#2 S00 6.61 2080 0.46 D

G22 300 6.24 1500 0.46 T
G23 #1 1220 4.56 3800 0.46 D
G23 #2 900 4.56 500 0.46 T

1 Creep calculated from roller diameters.
Comments: D=debond; T= test terminated.
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<> 200 pm (50x)

<e——> 50 um (200x)

Figure 3.1. Photomicrograph of graphite / steel coating M9
showing presence of graphite particles. Gas
parameters 200 slpm N2 / no secondary gas, 225 mm
working distance. Graphite injection =25 mm @ 45°.
Graphite volume = 20-30%.
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<——> 200 ym (50x%)

<———> 50 uym (200x)

Figure 3.2. Photomicrograph of graphite / steel coating M8
showing presence of graphite particles. Gas
parameters 230 slpm N> / 30 slpm Hy, 225 mm
working distance. Graphite injection =25 mm @ 45°.
Graphite volume = 20-30%.
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<——> 200 pym {50%)

<——> 50 ym (200x)

Figure 3.3. Photomicrograph of graphite / steel coating M10
showing presence of graphite particles. Gas
parameters 270 slpm N> / 70 slpm Hy, 225 mm
working distance. Graphite injection =25 mm @ 45°.
Graphite volume = 25-35%.
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(a) 200x

(b) 200x

Figure 3.4. Photomicrograph of graphite / steel coatings
showing reduction of graphite particles as injection
distance (I) increases. Gas parameters: 230 slpm N3 /
30 slpm Hz, 225 mm working distance. a) M7, [= 65
mm, 10-15% graphite. b) M5, =115 mm, < 5% graphite



115

.-.' N h..., ; a ; . el . . ™
L

e 200 uym {50x)

€———> S0 um (200x}

Figure 3.5. Photomicrograph of graphite / steel coating M2
showing lack of graphite particles. Gas parameters:
230 slpm Nz / 30 slpm H;, 225 mm working distance.
Graphite injection = 165 mm @ 45°.



Figure 3.6.

(b) 200x

Photomicrograph of graphite / steel coatings

applied to Amsler roller. Gas Parameters: 230 slpm
N2 / 30 slpm H2, 235 mm working distance. Powder
injection distance= 25 mm @ 45°. a) G12, sprayed
with shield #2. b) G16, sprayed without shield.

116



117

3.2.3 Nickel-Coated Graphite

Nickel-coated graphite was sprayed with 1080 steel in an
attempt to produce durable, self-lubricating coatings. The nickel-
coated graphite powder was utilized when attempts with graphite
powder failed. A thin nickel shell surrounding a graphite particle
helps the graphite to simulate a meltable material. This should
increase the chances of retention in the 1080 steel coating.

The deposition of nickel-graphite / steel coatings was
explained in the experimental section. All of the nickel-graphite /
steel coatings were formed using the same plasma spray technique.
Nickel-graphite / steel coating performance was evaluated by the
friction coefficient and durability. Metallography and image
analysis were used to evaluate the amount of nickel-graphite
retained in the steel coating. Wear performance was compared to
the amount of retained nickel-graphite. Three coating thicknesses
were evaluated, 1 mm, 0.5 mm, and 0.25 mm.

Initial Studies

The first samples focused on the mere retention of graphite.
Tables 3.5a and b summarize the spray parameters and performance
results of samples G25 through G27. These coatings were deposited
directly onto Amsler rollers. Coating deposition on flat coupons was
not performed because graphite retention on flat geometry had
already been proven. Also, there was no available test to evaluate
the flat coupon’s wear performance. Performance was poor, with
durability being less than 2000 revolutions for most samples. Most
of the samples debonded prior to test termination. Some friction
reduction was evident, with u varying between 0.16 and 0.38. Figure
3.7a illustrates the coating microstructure of G27 showing the total
dispersion of nickel-graphite particles. Nickel-graphite was
deposited at and near the interface, which may have reduced the
durability. Figure 3.7b is a close-up of the interface showing the
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presence of nickel-graphite particles. Figures 3.8a and b are higher
magnification photomicrographs of samples G25 and G27, which
illustrate the microstructure and the range of retained nickel-
graphite volume fractions.

1 mm Coatings

To avoid any detrimental effect nickel-graphite may have on
the substrate / coating adhesion, a layer of 1080 steel (only) was
sprayed onto the substrate. This was done for all further nickel-
graphite / steel coatings. The coatings in this set were T mm in
thickness with nickel-graphite dispersed throughout the coating
matrix. Tables 3.6a and b illustrate the spray parameters and
performance results of samples G28 through G33. The coatings vary
in volume fraction from 6 to 24 % nickel-graphite. Figures 3.9a and
b are low magnification {50x) photomicrographs of samples G28 and
G33. The photos illustrate the low and high values for nickel-
graphite volume fraction in this series. Note the lack of graphite
near the interface. The particles which do reside at the interface
are imbedded alumina grit. This was minimized in later samples by
reducing the dwell time on the sample during grit blasting. Figures
3.10a through f illustrate the range of coating microstructures for
samples G28 through G33.

The durability was iess than 6000 revolutions for all samples
except G32 and G33, with debonding occurring almost every test.
The friction coefficient was a consistent 0.14 through most of the
test, but rose steadily to 0.16-0.18 beyond 5000 revolutions. This
pattern of friction coefficient behavior was consistent for all of the
nickel-graphite containing steel coatings tested at 5% creep.
Sample G32 was examined after debonding. The coating separated
between lamella, rather than at the interface. Figure 3.11aand b
lllustrate this interfamellar failure. Figure 3.11b closely shows the
network of cracks which formed in the coating during testing. Wear
tests at 35% creep faiied within 200 revolutions. When tested at
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35% creep ( P, =900 N/mm?2 ) the coating was worn away very rapidly
(< 200 revolutions). Samples G32 and G33 were chosen for testing
at 35% creep because of their large nickel-graphite volume fraction
offered a better chance of forming a protective film.

Tables 3.7a and b illustrate the spray parameters and
performance results of sampies G34 through G37. These coatings
also had a thickness of 1 mm, but contained nickel-graphite in only
the top 30-50% of the coating microstructure. The low wear rate of
the previous series suggested nickel-graphite dispersed throughout
the matrix was neither necessary nor desirable. This series of
coatings displayed increased wear performance over samples G28
through G33. Test durability exceeded 10,000 revolutions and
friction remained at y= 0.14. The incident of debonding was
reduced, with only two samples out of eight failing by debonding.
Four other tests, though, were terminated due to severe edge
effects.

Edge effects occur when large pieces of coating break off of
the sample near or at the edge of the wear track. it is believed
these samples would have debonded had the test continued. Edge
effects were more severe in the samples with a higher nickel-
graphite volume fraction. The nickel-graphite steel coatings were
again degraded severely when tested at 35% creep. Neither G35 or
G36 lasted beyond 200 revolutions. Figures 3.12a and b illustrate
the microstructure and interface of samples G34 and G37. These
represent the high and low values of nickel-graphite for this series.
Figures 3.13a through d show higher magnification photographs of
the microstructure for specimens G34 through G37.

0.5 mm Coatings

The high incidence of debonding displayed by the 1 mm thick
coatings prompted the reduction of thickness to 0.5 mm, Tables 3.8a
and b summarize spray parameters and coating performance. The
durability of these coatings was excellent, with this series
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performing the best over all the graphite and nickel-graphite
coatings (including the 0.25 mm coatings mentioned later). It is
noted that the creep increased to 8% due to the fixed, as-machined
diameters of the Amsler rollers prior to spraying.

Sample G38 survived nearly 17,000 revolutions. Debonding
only occurred when the test parameters were altered. For example
G38 was tested at Po= 1315 N/mm2, which increased the applied
load from 1750 N to 2000 N. Sample G40 was tested at 400 RPM on
the Amsler, as opposed to the standard 200 RPM. A new phenomenon
was observed, which involved small coating particles to be removed
from the wear track during testing. The dominating wear mode Iin
the 1 mm coatings were edge effects. Edge effects were minor
though in the 0.5 mm coatings. Wear track particles were the cause
of friction increase and ultimately coating failure.

The nickel-graphite was contained in only the top 200 ym of
the coating. Figures 3.14a and b illustrate samples G38 and G41,
which again represent the range of nickel-graphite content. Figures
3.15a through d represent the microstructures of samples G38
through G41.

0.25 mm Coatings

The thickness of the nickel-graphite / steel coating was
reduced to 0.25 mm in attempt to further improve durability. Tables
3.92 and b illustrate the spray parameters and performance results
of samples G50 through G54. The durability of this series was
comparable to that of the 0.5 mm coatings, with test durations
exceeding 10,000 revolutions. Their ability to maintain friction
reduction was also comparable. Only sample G50 had za relatively
large change in friction, y= 0.14 to y= 0.28, for a test of 6310
revolutions. Tests were terminated at 10,000 revolutions and
declared successful. Removed wear track particles were the main
source of coating degradation, with almost no evidence of edge
effects. The graphite was effectively in only the top 100 um.



Figures 3.16a through d illustrate the microstructure of samples
G50 through G53. Sample G54 had a very thin layer (< 30 um ) of
pure nickel-graphite deposited over a 0.25 mm steel matrix. The
wear performance was comparabie to G50 through G53.

Low Volume Nickel-Graphite

Coatings with low nickel-graphite volume fraction were
sprayed utilizing a low feed wheel in the powder feeder. The
coatings ranged from 1 - 5 % nickel graphite by volume. Table 3.10
and b summarize the spray parameters and wear performance of
samples G42 through G45. Only G45 had sufficient nickel-graphite
(5%) to control friction. The other samples had friction values
comparable to steel coatings without added solid lubricants. The
samples debonded in four of the six tests. The coatings had varying
thicknesses around 0.5 mm, but G42 was only 0.25 mm thick. The
limited performance of these samples suggested that a minimum of
5% graphite was needed to form a lubricating film between rollers.
Figures 3.17a and b illustrate the coating microstructure of G45
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(1%) and G44 (5%). Figures 3.18a through d show the microstructure

of all four samples, G42 through G45, at a higher magnification.
Repeatability Tests

The most durable 0.5 mm nickel-graphite / steel coatings
(G38, G39, and G40) were reproduced to confirm the performance
results. Tables 3.11a and b summarize the spray parameters ang
performance results of the repeatability tests. The microstructures
were similar to previously shown samples. The durability and
friction reduction was excellent, behaving similarly to the original
coatings. This series further evaluated the effect of test
parameters on coating performance. The coating G46 was tested at
400 RPM and failed within 2000 revolutions. Test G46 #3 and
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G48 #2 were tested against roughened bottem rollers. Both samples
had diminished life with little friction reducing capability. The
incidence of debonding was evident but generally occurred only after
a significant amount of revolutions ( > 6000).

Synopsis

The optimized nickel-graphite containing 1080 steel coatings
exhibited excellent durability and friction reduction under certain
conditions. Wear test environment though, not retained nickel-
graphite volume fraction, determined the overall performance. The
nickel-graphite containing coatings degraded rapidly (< 200
revolutions) when tested at 35% creep. If the bottom roller (wheel
steel) was roughened through knurling, shot blasting, or even by a
rough finishing cut during machining, the coating failed to reduce
friction appreciably. When the Amsler machine was ran at 400 rpm
rather than 200 rpm, the coating again degraded rapidly. The
friction coefficient rose to 0.4 or 0.5 during these tests.



Table 3.5a. Spray parameters for nickel-graphite powder / 1080
steel coatings G25 through G27. Gas parameters were
230 slpm N> / 30 slpm H; with a working distance of
235 mm.
Powder Coating Graphite
Sample Feeder Thickness Volume
(RPM) (mm) (%)
G25 10 1.5 10
G26 10 0.95 10
G27 15 1.0 24
Powder injection distance= 25 mm @ 45°; Powder gas = 36 slpm
Power= 130 kW @ 370V and 350 A
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Table 3.5b. Amsler performance test conditions and results for
nickel-graphite powder / 1080 steel coatings G25
through G27.

Test Friction
Sample Po Creep 1 Length | Coefficient | Comments
(N/mm?2) (%) (revs.) (1)

G25 #1 300 36.1 < 200 0.5 T
G25 #2 1220 4.7 800 0.47 D,E
G26 #1 900 5.4 1200 0.38 T
G26 #2 1220 37.2 < 200 0.5 T
G27 #1 500 4.9 3500 0.20 D,E
G27 #2 1220 5.1 2100 0.16 D,E
1. Creep was calculated from as-sprayed roller diameters
Comments: D= debonded; E= severe edge effects; T= test terminated
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Table 3.6a. Spray parameters for 1 mm nickel-graphite powder /
1080 steel coatings G28 through G33. Gas parameters
were 230 slpm N2 / 30 slpm H» with a working
distance of 235 mm.

Powder Coating Graphite
Sample Feed Thickness Volume
(RPM) (mm) (%)
G28 5 0.95 6
G29 7.5 0.87 8
G30 10.0 0.91 10
G31 12.5 0.96 12
G32 15.7 1.0 22
G33* 18.6 0.98 34
Powder injection distance= 25 mm @ 45 °; Powder gas= 36 slpm
Power= 130 kW @ 370 V and 350 A
* Maximum powder feed rate
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Table 3.6b. Amsler performance test conditions and results for
1 mm nickel-graphite powder / 1080 steel coatings
G28 through G33.
Test Friction
Sample Pq Creep ! Length | Coefficient |Comments
(N/mm?) (%) (revs.) (L)

G28 #1 1220 5.14 3900 G.14 D
G28 #2 900 5.04 4750 0.14 D
G239 #1 1220 6.67 5540 0.14 D
G29 #2 1315 6.24 1230 0.14 D,E
G30 #1 1220 6.24 2320 0.14 D
G30 #2 1315 ©.25 1730 C.14 D,E
G31 #1 1220 5.43 600 0.14 D,E
G31 #2 1220 5.21 3300 0.14 D,E
G32 #1 900 35.8 < 200 0.50 T
G32 #2 1220 4.9 8500 0.14 D
G33 #1* 900 5.3 8000 0.14

G33 #2* 1220 5.3 4450 0.14 D
G33 #3 900 34.8 < 200 0.50 ¥
1. Creep was calculated from as-sprayed roller diameters.

Comments: D= debonded E= severe edge effects T= test terminated

* Test continued at higher contact pressure .




Table 3.7a.
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Spray parameters for 1 mm nickel-graphite powder /
1080 steel coatings G34 through G37. Gas parameters
were 230 slpm N, / 30 slpm H, with a working
distance of 235 mm.
Powder Coating Graphite
Sample Feed Thickness Volume
(RPM) (mm) (%)
G34 5.0 0.91 6
G35 7.5 0.79 8
G36 10.0 0.92 10
G37 12.5 0.95 12

Powder injection distance= 25 mm @ 45°; Powder gas= 36 slpm

Power= 130 kW @ 370 V and 350 A
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Table 3.7b. Amsler performance test conditions and results for
1 mm nickel-graphite powder / 1080 steel coatings
G34 through G37.
Test Friction
Sample Po Creep ! Length | Coefficient |Comments
{(N/mm2) (%) (revs.) (1)

G34 #1 1220 5.3 800 0.14 D
G34 #2 1220 5.46 12,340 0.14 W
G35 #1 1220 6.24 9590 0.14 ET
G35 #2 1315 5.73 < 200 0.5 D
G36 #1 1220 5.58 2830 0.14 E
G36 #2 900 35.1 < 200 0.5 T
G37 #1 1220 5.73 5000 0.14 E,T
G37 #2 1315 5.12 3340 0.14 ET

1. Creep was calculated using the diameters of as-sprayed rollers.
Comments: D= debondeg; E= severe edge effects; T= test terminated; W= wear
track particle removal.




Tabie 3.8a. Spray parameters for 0.5 mm nickel-graphite powder
/ 1080 steel coatings G38 through G41. Gas
parameters were 230 slpm N2 / 30 slpm H; with a
working distance of 235 mm.

Powder Coating Graphite
Sample Feed Thickness Volume
(RPM) (mm) (%)
G38 5.0 0.42 6
G39 7.5 0.47 8
G40 10.0 0.45 10
G41 12.5 0.52 12
Powder injection distance= 25mm @ 45°; Powder gas= 36 slpm
Power= 130 kW @ 370 V and 350 A
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Table 3.8b. Amsler performance test conditions and results for
0.5 mm nickel-graphite powder / 1080 steel coatings
G38 through G41.

Test Friction

Sample Po Creep ! Length | Coefficient | Comments

(N/mm?2) (%) (revs.) m
G38 #1 1220 8.02 16,940 0.14 W
G38 #2 1315 8.21 280 0.40 w.D
G390 #1* 1220 7.57 930 0.50 W,D
G39 #2 1220 8.02 11,680 0.14 W
G40 #1 1220 7.23 6790 0.14 W
G40 #2 900 36.7 < 200 0.50 T
G41 #1 1220 /.42 4210 0.14 W
G41 #2 1220 7.42 8740 0.14 W
1. Creep was calculated using the diameters of as-sprayed rollers.
Comments: D= debonded; E= severe edge effects; T= test terminated; W= wear
track particle removal.
* Sample tested at 400 RPM on Amsler.




Table 3.9a. Spray parameters for 0.25 mm nickel-graphite powder
/ 1080 steel coatings G50 through G54. Gas
parameters were 230 sipm N / 30 slpm Hp with a
working distance of 235 mm.

Powder Coating Graphite
Sample Feed Thickness Volume
(RPM) (mm) (%)
G50 5.0 0.25 6
G517 7.5 0.25 8
G52 10.0 0.23 10
G53 10.0 0.27 12
G54 10.0 0.25 -
Powder injection distance= 25 mm @ 45° Powder gas= 36 slpm
Power= 130 kW @ 370 Vand 350 A
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Table 3.9b. Amsler performance test conditions and results for
0.25 mm nickel-graphite powder / 1080 steel
coatings G50 through G54.

Test Friction
Sample Po Creep 1 Length | Coefficient | Comments
(N/mm?2) (%) (revs.) (u)
G50 #1 1220 8.18 6,310 0.14 - .28 W, T
G50 #2 1220 7.96 8,400 0.14 - .25 D,W
GS1 #1 1220 7.88 10,000 0.14 - .16 W, T
G51 #2 1220 35.4 < 200 0.50 T
G52 #1 1220 6.87 10,000 0.14-0.17 W T
G52 #2% 1220 7.32 270 0.50 T
GS53 1220 8.02 10,000 0.14-0.18 W, T
G54 1220 7.96 6,000 0.15 T

1. Creep was calculated using the diameters of as-sprayed rollers

Comments: D= debonded; T= test terminated; W= wear track particle removal

* Roughened bottom roller (120 grit sand paper)
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Table 3.10a. Spray parameters for 0.5 mm (low volume) nickel-
graphite powder / 1080 steel coatings G42 through
G45. Gas parameters were 230 slpm N> / 30 slpm H»
with a working distance of 235 mm.
Powder Coating Graphite
Sample Feed Thickness Volume
(RPM) * (mm) (%)
G45 1.5 0.48 1
G42 2.5 0.49 3
G43 5.0 0.52 5
G44 7.5 0.5 5
Powder injection distance= 25 mm @ 45°;, Powder gas= 36 slpm
Power= 130 kW @ 370 V and 350 A
* Low Feed Powder Wheel




Table 3.710b.
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Amsler performance test conditions and results for

0.5 mm (low feed) nickel-graphite powder / 1080

steel coatings G42 through G45.

Test Friction
Sample Ps Creep ! Length | Coefficient | Comments
(N/mm?2) (%) (revs.) (1)
G42 #1 1220 6.45 770 0.38 D
G427 #2 1220 6.39 1000 0.46 T
G43 #1 1220 5.78 130 - D
G43 #2 1220 5.63 530 0.35 D
G44 1220 6.78 6740 0.14 D,W
G45 1220 5.98 300 0.46 T
1. Creep is calculated using the diameters of as-sprayed rollers
Comments: D= debonded; T= test terminated: W= wear track particle removal




Table 3.11a.

Spray parameters for 0.5 mm nickel-graphite powder
/ 1080 steel coatings G50 through G54. Gas
parameters were 230 slpm N, / 30 slpm H; with a
working distance of 235 mm. These samples are
repeat tests of the best performing 0.5 mm coatings
Powder Coating Graphite
Sample Feed Thickness Volume
(RPM) (mm) (%)
G46 5.0 0.44 6
G47 7.5 0.45 8
G48 10.0 0.49 10

Powder injection distance= 25 mm @ 45°; Powder gas= 36 slpm

Power= 130 kW @ 370 V and 350 A
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Table 3.11b.

Amsler performance test conditions and results for
repeat tests of 0.5 mm nickel-graphite powder / 1080

steel coatings G46 through G48.

Test Friction
Sampie Po Creep ! Length |Coefficient | Comments
(N/mm?) (%) (revs.) (L)

G46 #1 1220 7.50 6150 0.14 D,W
G46 #2 1220 6.95 7170 0.14 D,W
G46 #3 1220 6.57 1200 3 0.3 D
G46 #4 1220 8.11 17,110 0.14-0.16 TW
G46 #5 1315 7.56 11,860 0.14-0.17 D,W
G46 #6 1220 7.46 670 2 0.41 T
G46 #7 900 7.34 1100 2 0.44 T
G47 #1 1220 5.63 9310 0.14 D,W
G47 #2 1315 6.78 5680 0.14 D
G48 #1 1220 7.77 12,000 0.14 TW
G48 #2 1220 7.43 3820 4 0.38 T

1 Creep is calculated using the diameters of as-sprayed rollers
2 Sample tested at 400 RPM on Amsler
3 Roughened bottom roller via aluming grit biast

4 Roughened bottom roller via 120 grit sand paper.
Comments: D= debonded; T= test terminated; W= wear track particle removal
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() 200x

Figure 3.7. Photomicrographs of nickel-graphite / steel coatings
showing dispersion of graphite particles. (G25). Gas
parameters: 230 slpm Mz / 30 slpm Hz, 235 mm
waorking distance. a) Low mag view of coating.
b} Close-ug of interface showing graphite parucles.
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(b) 200x

Figure 3.8. Photomicrographs of 1 mm nickel-graphite / steel
coatings showing microstructure. Gas parameters:
230 slpm Nz / 30 slpm Hjz, 235 mm working distance.
a) Sample G25, graphite volume= 10%. b) Sample G27,
graphite volume= 24%.
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(a) SO0x

(b) 50x

Figure 3.9. Photomicrographs of 1 mm nickel-graphite / steel
coatings showing microstructure. Note: graphite is
dispersed away from the interface. Gas parameters:
230 slpm Np / 30 slpm Hj, 235 mm working distance.
a) Sample G28, graphite volume= 6%. b) Sample G33,
graphite volume= 34%.
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(a) 200x

(b) 200x

Figure 3.10.  Photomicrographs of 1 mm nickel-graphite / steel
coatings showing microstructure. Gas parameters:
230 slpm N, / 30 slpm Hj, 235 mm working distance.
a) Sample G28, graphite volume= 6%. b) Sample G283,
graphite volume= 8%.
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=€y

(d) 200x

Figure 3.10.  Continuation, of 1 mm nickel graphite/steel coatings.
¢) G30, graphite volume = 10%. d) G31, graphite
volume = 12%.
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{f) 200x

Figure 3.10.  Continuation, of 1 mm nickel graphite/steel coatings.
e) G32, graphite volume = 22%. f) G33, graphite
volume = 349%.



50x

200x

Figure 3.11.  Photomicrographs of Sample G32 showing cracks
which run within coating microstructure. Cracks
propagate between graphite particles. Sample was
tested at P,=1220 N/mm?2 and 5% creep. Sample
debonded after 8500 revolutions.
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{a) 50x

Figure 3.12

(b} 50x

Photomicrographs of 1 mm nickel-graphite / steel
coatings showing range of microstructure. Note:
graphite is only dispersed in top 400um. Gas
parameters: £30 slpm N2 / 30 slpm Hz, 235 mm
working distance. a) Sample G34, graphite volumes
6%. b) Sample G37, graphite volume= 129%,
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Figure 3.13.  Photomicrographs of 1 mm nickel-graphite / steel
coatings showing microstructure. Gas parameters:
230 slpm Ny / 30 slpm Hp, 235 mm working distance.
a) Sample G34, graphite volume= 6%. b) Sample G35,
graphite volume= 8%.
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(d) 200x

Figure 3.13.  Continuation, of 1 mm nickel graphite/steel coatings.
c) G386, graphite volume = 10%. d) G37, graphite
volume = 12%.
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(b1 100x%

Figure 3.14. Photomicrographs of 0.5 mm nickel-graphite / steel
coatings showing range of micrastructure. Note.
graphite 1s only dispersed in top 200um. Gas
para-neters: 230 slpm N2 / 30 sipm Hz, 235 mm
working distance. a) Sample G38, graphite valume=
6%. b) Sample G41, graphite volume= 12%.
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(b) 200x

Figure 3.15.  Photomicrographs of 0.5 mm nickel-graphite / steel
coatings showing microstructure. (as parameters:
230 slpm N, / 30 slpm H», 235 mm working distance.
a) Sample G38, graphite volume= 6%. b) Sample G39,
graphite volume= 8%.
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(d) 200x

Figure 3.15.  Continuation, of 0.5 mm nickel graphite/steel
coatings. ¢) G40, graphite volume = 10%. d) G41,
graphite volume = 12%.
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fa) 200x

Figure 3.16.

(b) 200x

Photomicrographs of 0.25 mm nickel-graphite / steel
coatings showing microstructure. Note- graphite 1s
only dispersed in top 200 pm. Gas parameters: 230
slpm Mz / 30 slpm Ha, 235 mm working distance.

a) Sample G50, graphite volume= 6%. b) Sample G51,
graphite volume= 8%.



157

(c) 200x

(d) 200

Figure 3.16.  Continuation, of 0.25 mm nickel graphita/steel
coatings. c) 552, graphite volume = 10%. d}) G53,
graphite valume = 12%.
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(2) 100x

(b) 100x

Figure 3.17.  Photomicrographs of nickel-graphite / steel
coatings showing range of microstructure. Coatings
were produced with low powder feed wheel. Gas
parameters: 230 slpm N, / 30 slpm Hz, 235 mm
working distance. a) Sample G45, graphite volume=
1%. b) Sample G44, graphite volume= 5%.
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(a) 200x

(b) 200x

Figure 3.18.  Photomicrographs of low volume nickel-graphite /
steel coatings showing microstructure. Gas
parameters: 230 slpm N» / 30 slpm H;, 235 mm
working distance. a) Sample G45, graphite volumes=
1%. b) Sample G42, graphite volume= 3%.
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(d) 200x

Figure 3.18.  Continuation, of 0.25 mm nickel graphite/steel
coatings. ¢) G43, graphite volume = 5%. d) G44,
graphite volume = 5%.



3.2.4 Cast Iron Powder

Gray cast iron powders can have graphite volume fractions of
10-20%. The powder used for samples G55 through G58 had roughly
15% free graphite. When cast iron powder was deposited with 1080
steel the subsequent microstructures were absent of graphite.
Metallography revealed a microstructure similar to that of a 1080
steel coating without any solid lubricant particles. Amsler wear
tests confirmed the lack of graphite as y=0.46 for all four tests.
Subsequently, the wear tests were terminated within 2500
revolutions. Table 3.12 is a summary of the spray parameters and
performance results for samples G55 through GS58.
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Table 3.12. Spray parameters and performance results for
cast iron powder / 1080 steel coatings (samples G55
through G58). Gas Parameters: 230 slpm Nz / 30 slpm
Hz, 235 mm working distance. Amsler wear test
parameters: Po= 900 N/mm2, 5% creep.
Powder | Powder Coating
Sample Feed Injection | Thickness |Durability |Comments
(RPM) (mm) (mm) (revs.)
G55 2 25 1.16 2500 T
G56 5.5 25 0.98 2000 T
G57 10 85 1.07 2000 T
G58 * 15.7 85 1.16 1850 D
Powder injection @ 45°; Powder Gas= 42 slpm; u= 0.46 (steady state)
Comments: D= debond; T= test terminated.
* Sample G58 was sprayed using two 1080 steel wires.
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3.3 Copper

In the previous section graphite, a well known solid lubricant,
was combined with steel to form a composite coating. A less
conventional material to act as a solid lubricant comes in the form
of a soft metal. Soft metals have been used in the metal working
industry as a means of controlling friction during forming and
drawing. It was postulated that a thin soft metal film may provide
similar lubrication and friction control in a rolling / sliding contact
situation. Several soft metals exist which have low shear strength
and high ductility. Copper, because of its availability, was chosen
as suitable material to be dispersed within 2 1080 steel coating to
contol friction.

Copper was evaluated in wire feedstock and powder form. The
results of copper / 1080 steel coatings are divided into two
sections: coatings created using copper wire and those using copper
powder. Coating microstructures were evaluated on flat coupons
initialty. Later work involved Amsler wear testing of the coatings
to determine durability and degree of friction reduction. Tables
summarize the metallographic and wear results. Photomicrographs
ilustrate coating microstructure or features of interest.

3.3.17 Copper Wire Feedstock

Initial work with copper consisted of coatings created by co-
spraying 1080 steel wire with copper wire. These coatings were
sprayed onto a flat substrate. The microstructure of the coupons
demonstrated the limitations of the system and lead to the
determination of the best spray parameters. Amsler rollers were
coated and tested. The parameters were refined in an attempt to
improve the wear durability. Ultimately, the gas parameters
remained constant and the only variables became wire feed rate and
wire injection distance.
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The flat coupons were sprayed in three sets. Each set had a
fixed wire injection distance with varying wire feed rate. The gas
parameters remained at 230 slpm N> / 30 slpm Hp with a working
distance of 235 mm. Tables 3.13 through 3.15 summarize the spray
parameters and metallographic results. Copper volume fractions
were estimated in most samples. Copper volume fractions were not
determinable for samples created with a copper wire feed rate less
than 3.1 kg/hr, instead a range of copper volume is given. At copper
feed rates below 2.9 to 3.1 kg/hr, depending on injection distance,
the molten particles were not directed down the center of the plume.
As a result the coupons had a very heterogeneous microstructure
over the area sprayed. One area would have 80-90% copper while the
other end had less than 10%. Figure 3.19 illustrates the
concentration gradient which resulted from low wire feed rates.
When wire feed rate exceeded 3.1 kg/hr the microstructure remained
homogenous.

Virtually no contrast existed between spray coated 1080 steel
and copper. It was found that the steel matrix could be stained with
a 2% nital etch and the copper would remain unchanged. Figure 3.20
lllustrates the contrast of an etched an unetched copper / steel
coating. These photos also illustrate characteristic, low
magnification microstructures. All photomicrographs were etched
to better reveal the copper structure and distribution.

The microstructres of the coatings summarized in Tables 3.13
to 3.15 are shown in Figures 3.21 through 3.23. The figures
iltustrate the characteristic microstructures over the range of
copper wire feed rates, at a given wire injection distance.

Micrographs of samples whose wire feed rate was less than 3.1
kg/hr were taken mid-sample. This allowed the average copper
content to be recorded, instead of the non-characteristic extremes.

The microstructures have very similar morphologies, with the
volume fraction being the only major difference. The copper
deposition was very efficient, in that low wire feed rates yielded
large copper volume fractions. A critical feed rate, which



corresponds to the 3.1 kg/hr, marked a large increase in copper
volume fraction. This increase was less significant as copper wire

was injected farther from the anode (downstream). For exampile,
Figure 3.21d was sprayed at an injection distance of 25 mm and wire
feed rate of 4.3 kg/hr. Figure 3.23d was also sprayed at a wire feed
rate of 4.3 kg/hr, but the wire injection distance was 85 mm. The
morphology was slightly altered, but more importantly the volume
fraction of copper was about 10% greater in Figure 3.21d. The effect
of injection distance on copper volume fraction was important when
coating Amsler rollers.

The most desirable feed rate from a deposition point of view
was that which enabled the copper wire to melt off in the center of
the plume. This feed rate was dubbed ‘ideal’, and would vary
depending on the injection distance due to thermal gradients.
Unfortunately the ‘ideal’ feed created a coating with 60-70% copper
by volume. Changing feed rates and injection distance became the
only means of altering copper volume fraction. The coupon results
demonstrated the system constraints of spraying copper wire, but
since no wear data were generated, no real conclusions of
performance could be drawn.

Amsler Rollers

The flat coupon results aided in the selection of spray
parameters for coating deposition onto Amsler rollers. The gas
parameters were again 230 slpm N, / 30 slpm H; with a working
distance of 235 mm. The effect of injection distance, injection
angle, and wire feed rate were all investigated in an attempt to
maximize coating performance. Several sets of Amsler rollers were
sprayed and tested but the performance results remained fairly
consistent. The copper volume fractions were estimated.

Table 3.16a and b summarize the spray parameters and
performance results for copper /steel coatings AC1 through AC10.
The wire injection distance was 25 mm with insertion at 45
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degrees. The ‘ideal’ wire feed rate was 3.6 kg/hr for this injection
distance and angle. Thus, it was used for several of the tests.
These rollers were tested at different contact pressures ranging
from 700 N/mm?2 to 1220 N/mm?2 with slip ratios of 5 or 35%. The
slip ratio varied depending on the exact coating thickness, but
generally remained within £ 1%.

The performance of these coatings was poor under these
contact conditions. Durability never exceeded 2000 revolutions.
This set of tests attempted to test a wide range of copper volume
fractions against a wide range of contact conditions. No trend was
observed that would correlate contact conditions or copper volume
to performance. All of these coatings were run to failure with every
sample debonding. Figure 3.24 illustrates the range of
microstructures observed in samples AC1 through AC10. The copper
volume fraction shows a large increase when the ‘ideal’ feed rate is
reached. The difference in copper volume between a feed rate of 2.4
kg/hr and 3.6 kg/hr is nearly 50%. This no-middle-ground
phenomenon was inherent to the plasma system when co-spraying
copper wire and steel wire.

All of the coatings displayed material transfer to the bottom
roller during testing. Visual observation suggested the amount of
material which transferred was proportional to the copper volume
fraction. The contact pressure effected the morphology of the
transferred material. When contact pressure was low (P,= 700 to
900 N/mm2), the material was in the form of globules. When contact
pressure was high (P,=1220 N/mm2) the transferred copper would
form a thin film. Figure 3.25 illustrates the appearance of the two
transferred copper morphologies. The transferred film morphology
had some influence on friction coefficient. Some samples which
were tested at high contact pressure or high creep did show some
friction reduction. This small improvement over the baseline y=0.46
is overshadowed though, by the poor durability.

The poor performance of samples AC1 through AC10 prompted
the exploration of different parameters. It was observed in the
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1080 steel that wire injection at 90° was less efficient. Injecting
copper wire at 90° may reduce the amount retained in the coating
but still allow the ‘ideal’ wire feed rate to be used. When injection
angle was changed to 90° the wire feed rate required for the wire to
melt off at plume center was reduced to 2.4 kg/hr. This value
remained fairly constant over the range of wire injection distances.
Injection distance was varied in an attempt to further reduce the
retained copper volume fraction.

Table 3.17a and b summarize the spray parameters and
performance results for samples AC11 through AC14. The injection
distances were 10, 40, 60, and 100 mm. The wear tests were very
short, with a high degree of globule material transfer. Friction
reduction was not observed. Figure 3.26 illustrates the
microstructures of samples AC11 through AC14. The copper
morphology changed as injection distance increased, with average
particle size being an order of magnitude larger when injection
distance increased from 10 to 100 mm. These larger particles
produced a rougher coating surface, which degraded rapidly during
wear testing.

The overall performance of the copper wire coatings was
disenchanting. All wire injection possibilities were attempted, but
all yielded the same result. It was concluded that copper powder as
opposed to wire would have a greater chance of producing a durable,
self-lubricating coating.

3.3.2 Copper Powder

Given the poor results of copper wire feedstocks, a copper
powder as a feedstock was used. Coatings with 1080 steel and
copper powder produced more predictable microstructures with
regards to the amount of copper consistently retained in the
coatings. Quantification of microstructural elements was possible
and performed on these samples. Microstructural and metallographic
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evaluation was the same as performed on the copper wire / steel
coatings.

Amsler Tests

The performance of copper / 1080 steel coatings was well
understood by the time copper powder was used. The work with
copper powder is an attempt to increase the coating’s performance
through better control of copper volume fraction and copper particle
size. Flat coupons were not sprayed with copper powder, instead
round witness samples were sprayed together with Amsler rollers
to provide an exact metallographic record.

Tables 3.18a and b summarize the spray parameters and
performance results of samples AC16 through AC21. These coatings
consisted of two sets of three. In samples AC16 through AC18 large
bore (6.4 mm i.d.) powder feed tubes were used. These are the only
samples where large bore feed tubes were used (this covers all
coating systems: graphite, polymers, etc.). In AC19 through AC21
the standard (1.9 mm i.d.) powder feeder tubes were used. The
different tubes made only a small difference in the delivery of
copper. The powder feed gas flow rate was adjusted to deliver
powder to the center of the plume for each given orfice size. Figure
3.27 illustrates the copper / steel coating microstructures over a
range of copper volume fractions, The copper volume varied between
10% and 43%.

The durability of samples AC16 through AC21 was poor. The
longest test lasted 1440 revolutions. All of the samples debonded
and produced material transfer to the bottom roller. Friction
reduction was minimal, with a value of y= 0.38 being the lowest. A
friction coefficient of 0.38 was the lowest value achieved for any of
the copper / 1080 steel coatings, made with wire or powder.

Several of the coatings were tested at both low and high contact
pressures and/or 35% and 5% creep. The more severe test conditions
appeared to only reduce durabilty even further. Debonding was a
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frequent occurrence for the copper coatings. Figure 3.28 illustrates
an interfacially cracked coating still intact to the Amsler roller.
Figure 3.29 iliustrates a roller with debonded coating partially
removed.

Low Feed Wheel

The copper volume fraction was 10% at the lowest powder feed
rate in samples C16 through C21. Evaluation of coating performance
at copper <10% was desirable. |t was hypothesized a very low
volume of copper could offer some lubrication without compromising
the steel coating integrity. A low feed powder wheel was employed
to produce copper and steel coatings AC30 through AC35. Two 1080
steel wires were co-sprayed with the copper powder for samples
AC31, AC32, and AC35, as opposed to one wire in all other tests.
This was done to further dillute the copper powder.

Table 3.19a and b summarize the spray parameters and
performance results for samples AC30 through AC35. These
coatings were again tested at a wide range of contact pressures and
slip ratios. The results were similar to the other copper / steel
coatings, with low durability and minimal friction reduction. The
longest test was only 1140 revolutions. Low copper volume coatings
showed only minimal material transfer, with samples AC31 and
AC32 showing none at all. Figure 3.30 illustrates the range of
microstructures tested. These coatings varied in copper volume
from 6% to 25%.

3.3.3 Synopsis

All of the copper containing steel coatings illustrated poor
durability and minimal friction reduction. Test length rarely
exceeded 1000 revolutions. Friction reduction was minimal, with y=
0.38 being the lowest value achieved. All of the samples debonded,
regardless of material transfer, copper volume fraction, or loading.
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The copper source material, wire or powder feedstocks, made little
difference in overall perfaormance. Most of the copper / steel
coatings exhibited some material transfer to the bottom roller. The
amount of material transferred was a function of copper volume
fraction, with the morphology being a function of contact pressure.



Table 3.13.

Spray parameters and copper volume fraction results
for copper wire / 1080 steel coatings applied to flat
coupons. Copper wire injection distance = 25 mm.
Samples C1 through C7. Gas parameters were 230
slpm N2 / 30 slpm H» with a working distance of
235 mm.

Wire Copper
Sample Feed Rate Volume
(kg/hr) (%)
Ct 4.3 /70-80
C2 3.9 ©5-75
C3* 3.6 60-70
C4 2.9 15-80
C5 2.4 10-80
C6 1.9 10-80
C7 1.4 5-75
Copper wire injection angle= 45°
Power= 130 kW @ 370 V and 350 A
* Optimum wire feed rate.
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Table 3.14,

Spray parameters and copper volume fraction results
for copper wire / 1080 steel coatings applied to flat
coupons. Copper wire injection distance= 45 mm.
Samples C8 through C17. Gas parameters were 230
sipm N2 / 30 slpm H; with a working distance of
235 mm.

Wire Copper
Sample Feed Rate Volume
(kg/hr) (%)
C8 3.3 60-70
C9S 3.9 50-60
C10 4.3 50-60
C11 4.8 45-55
Ci2 3.6 50-60
Ci3 2.9 25-90
C14 2.4 20-90
C15 1.9 20-90
Cl6 1.4 10-80
C17* 3.1 70-80
Copper wire injection angle= 45°
Power= 130 kW @ 370 V and 350 A
* Optimum wire feed rate.
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Table 3.15.
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Spray parameters and copper volume fraction results
for copper wire / 1080 steel coatings applied to flat
coupons. Copper wire injection distance= 85 mm.
Samples C18 through C23. Gas parameters were 230
slpm N3 / 30 slpm H; with a working distance of

235 mm.

Wire Copper
Sample Feed Rate Volume
(kg/hr) (%)
C18 1.9 15-75
C19 2.4 20-90
C20* 2.9 70-80
C21 3.3 65-75
C22 3.9 60-70
C23 4.3 45-55
Copper wire injection angle= 45°
Power= 130 kW @ 370 V and 350 A
* Optimium wire feed rate,




Table 3.16a.

Spray parameters for copper wire / 1080 steel
coatings AC1 through AC10. Gas Parameters
equaled 230 slpm N> / 30 slpm Hj, with a working
distance of 235 mm.
Wire Coating Copper
Sample Feed Thickness Volume
(kg/hr) (mm) (%)
AC1 1.9 1.1 20
AC?2 2.4 0.97 20
AC3 3.6 0.94 70
AC4 4.3 1.1 80
ACS 3.6 2.1 70
ACH 3.6 0.94 70
AC7 2.9 0.75 50
AC8 3.6 1.0 70
ACS 3.9 0.75 70
AC10 2.9 0.73 50

Wire injection distance= 25 mm @ 45°

Power= 130 kW @ 370 V and 350 A
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Table 3.16b. Amsler performance test conditions and results for
copper wire / 1080 steel coatings AC1 through
AC10.
Contact Test Friction
Sample Pressure Creep 1 Length Coefficient
(N/mm2) (%) (revs.) (1)
AC1 900 4.43 1,950 0.47
AC2 900 5.18 1,650 0.46
AC3 #1 900 5.35 520 0.46
AC3 #2- 700 35.3 340 0.46
AC4 #1 9500 4.43 230 -
AC4 #2 700 34.4 280 -
ACS #1 700 1.63 650 0.43
ACS #2 900 31.7 160 -
ACG #1 1220 5.35 120 -
AC6 #2 900 35.3 310 0.42
AC7 #1 1220 6.44 760 0.38
AC7 #2 700 36.4 670 0.38
AC8 700 35.0 1,230 0.38
ACS 700 36.3 650 0.43
AC10 /700 36.5 260 -
1. Creep calculated from as-sprayed roller diameters.
Friction coefficent not measurable for tests under 300 revs.




Table 3.17a.

Spray parameters for copper wire / 1080 steel
coatings AC11 through AC14. Gas Parameters
equaled 230 slpm N> / 30 slpm H;, with a working
distance of 235 mm.
' Wire Coating Copper
Sample Injection Thickness Volume
(mm) (mm) (%)
AC11 100 1.1 35
AC12 60 0.45 70
AC13 40 0.61 40
AC14 10 0.70 25

Wire injection angle= 90 degrees; Wire feed rate=2.4 kg/hr.

Power= 130 kW @ 370 V and 350 A
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Table 3.17b. Amsler performance test conditions and results for
copper wire / 1080 steel coatings AC11 through
AC14.
Contact Test Friction
Sample Pressure Creep ! Length Coefficient
(N/mm?2) (%) (revs.) (1)
AC11 900 4,43 210 -
AC12 #1 900 8.20 290 -
AC12 #2 700 38.1 360 0.50
AC13 #1 900 7.26 340 0.48
AC13 #2 700 37.2 230 -
AC14 #1 900 6.73 280 -
AC14 #2 700 36.7 650 0.43
1. Creep calculated from as-sprayed rolier diameters.
Friction coefficent not measurable for tests under 300 revs.
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Table 3.18a. Spray parameters for copper powder / 1080 steel
coatings AC16 through AC21. Gas Parameters
equaled 230 slpm N, / 30 slpm H», with a working
distance of 235 mm.

Powder Feed Powder Coating Copper
Sample Feed Tube Gas Thickness Volume
Diameter
. (RPM) (mm) (slpm) (mm) (9%6)
ACl6 0.5 6.4 43 0.72 10
AC17 1.0 6.4 43 0.88 18
AC18 1.5 6.4 43 0.95 22
AC21 2.0 1.9 26 0.87 24
AC20 2.5 1.9 26 0.93 32
AC19 3.0 1.9 26 0.89 43
Powder injection distance= 15 mm @ 45 degrees.
Power= 130 kW & 370 V and 350 A




173

Table 3.18b. Amsler performance test conditions and results for
copper powder / 1080 steel coatings AC16 through
AC21.
Contact Test Friction
Sample Pressure Creep ! Length Coefficient
(N/mm?2) (%) (revs.) (u)
AC16 900 36.6 590 0.37
ACY7 #1 900 35.7 750 0.38
AC17 #2 1220 35.7 620 0.37
AC18 900 35.3 1440 0.37
AC21 #1 900 35.7 1360 0.39
AC21 #2 1220 35.7 330 0.48
AC20 #1 500 35.3 820 0.41
AC20 #2 1220 5.40 470 0.41
AC19 #1 300 35.6 200 -
AC13 #2 1220 5.63 870 0.43
1. Creep calculated from as-sprayed roller diameters.
friction coefficent not measurable for tests under 300 revs.
All samples debonded prior to test termination
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Table 3.19a. Spray parameters for copper powder / 1080 steel
coatings AC30 through AC35. Low feed powder
wheel was employed. 1 or 2 steel wires were co-
sprayed with copper. Gas Parameters equaled
230 slpm N» / 30 slpm H», with a working
distance of 235 mm.

Feed 1080 Coating Copper
Sample Rate Steel Thickness Volume
(RPM)* Wires (mm) (%)
AC30 1 1 0.67 10
AC31 1 2 0.91 6
AC32 2 2 0.97 7
AC33 2 1 0.96 14
AC34 3 1 0.75 25
AC35S 3 2 1.12 15
* Low feed wheel (60% feed of norma! wheel)
Powder injection distance= 15 mm @ 45 degrees.
Power= 130 kW @ 370 V and 350 A
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Table 3.19b. Amsler performance test conditions and results for
low feed wheel deposited copper powder / 1080
steel coatings AC30 through AC35.

Contact j Test Friction
Sample Pressure Creep ! Length Coefficient
(N/mm?2) (%) (revs.) (W)
AC30 #1 300 36.8 340 0.41
AC30 #2 900 .91 670 0.43
AC31 #1 1220 35.5 340 0.42
AC31 #2 900 35.5 430 0.41
AC32 #1 700 35.2 1340 0.48
AC32 #2 900 35.2 1140 0.47
AC33 #1 1220 5.24 780 0.42
AC33 #2 900 35.2 640 0.44
AC34 1220 6.44 980 0.45
AC35 #1 900 34.3 320 0.47
AC35 #2 1220 5.63 560 0.44
1. Creep calculated from as-sprayed roller diameters.
All samples debonded prior to test termination
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(b)

Figure 3.19.  Photomicrographs of copper wire / 1080 steel coating
(Sample CS) illustrating heterogeneous
microstructure. a) Copper depleted region (Vol.=10%).
b) Copper saturated region (Vol.=80%). Copper appears
dark. As-polished. SOx.
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(b)

Figure 3.20. Photomicrographs of copper wire / 1080 steel
coatings illustrating contrast enhancement achieved
by over-etching the steel matrix. a) as-polished
sample (C16). b) 2% Nital etched sample (C17).
SOx.
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Figure 3.21.  Photomicrographs of characteristic copper wire /
1080 steel coatings illustrating microstructure and
copper volume fraction at varying wire feed rates.
Wire injection distance= 25 mm @ 45°. a) 1.9 kg/hr
(Sample C6). b) 2.9 kg/hr (Sample C4). 2% Nital, 200x.
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(d)

Figure 3.21.  Continuation, illustrating: ¢) 3.6 kg/hr (Sample C3).
d) 4.3 kg/hr (Sample C1). Flat coupon substrate.
2% Nital etch. 200x.



Figure 3.22.

Photomicrographs of characteristic copper wire /
1080 steel coatings illustrating microstructure and
copper volume fraction at varying wire feed rates.
Wire injection distance= 45 mm @ 45°. a) 1.9 kg/hr
(C15). b) 2.9 kg/hr (C13). 2% Nital. 200x.
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Figure 3.22.  Continuation, illustrating: c) 3.1 kg/hr (Sample C17).
d) 4.3 ka/hr (Sample C10). Flat coupon substrate.
2% Nital etch. 200x.



Figure 3.23.

Photomicrographs of characteristic copper wire /
1080 steel coatings illustrating microstructure and
copper volume fraction at varying wire feed rates.
Wire injection distance= 85 mm @ 45°. 2) 1.9 kg/hr
(C18). b) 2.9 kg/hr (C20). 2% Nital. 200x.
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Figure 3.23.  Continuation, illustrating: c) 3.3 kg/hr (Sample C21).
d) 4.3 kg/hr (Sample C23). Flat coupon substrate,
2% Nital etch. 200x.
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Figure 3.24.  Photomicrographs of characteristic copper wire /
1080 steel coatings deposited onto Amsler rollers
at varying wire feed rates. Wire injection distance=
25 mm @ 45°. a) 1.9 kg/hr (Sample AC1). b) 2.4 kg/hr
(Sample AC2). 2% Nital etch. 200x.



185

Figure 3.24.  Continuation, illustrating: c¢) 3.6 kg/hr (Sample AC3).
d) 4.6 kg/hr (Sample AC4). Flat coupon substrate.
2% Nital etch. 200x.



Figure 3.25.

(b)

Photographs of copper material transferred to bottom
rolfer during wear testing. a) Sample AC3 tested at
low contact pressure, Po=700 N/mm2. Creep= 35%.
b) Sample AC6 tested at high contact pressure

Po= 1220 N/mm?2. Creep=35%. 10x.
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(b)

Figure 3.26.  Photomicrographs illustrating copper wire / 1080
steel coating microstructure at varying wire injection
distances. Injection angle= 90 degrees. Wire feed
rate= 2.4 kg/hr. a) 100 mm (sample AC11). b) 60 mm
(sample AC12). 2% Nital etch. 200x.
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Figure 3.26.  Continuation, illustrating: c) 40 mm (Sample AC13).
d) 10 mm (Sample AC14). 2% Nital etch. 200x.
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(b)

Figure 3.27. Photomicrographs illustrating copper powder /
1080 steel coating microstructures (of six
samples) over a range of retained copper volume %.
Copper injected at 15 mm @ 45° at varying feed
rates. a) 10% (Sample AC16) b) 18%
(Sample AC17). 2% Nital etch. 200x.
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(d)

Figure 3.27. Continuation, illustrating: ¢) 22% (Sample AC18).
d) 24% (Sample AC21). 2% Nital etch. 200x.
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(f)

Figure 3.27.  Continuation, illustrating: e) 32% (Sample AC20).
f) 43% (Sample AC19). 2% Nital etch. 200x.
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(b)

Figure 3.28.  Photographs illustrating debonded copper / 1080 steel
coating still intact on the Amsler roller.
a) Side view, 6x. b) Corner view, 5x.
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Figure 3.29.  Photograph illustrating wear track following
debonding of copper / 1080 steel coating. Arrow
denotes area where coating debonded. 10x.
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(b)

Figure 3.30. Photomicrographs illustrating copper powder /
1080 steel coating microstructures (low feed
wheel) over a range of retained copper volume %.
Copper injected at 15 mm @ 45° at varying feed
rates. a) 10% (Sample AC30) b) 6%

(Sample AC31). 2% Nital etch. 200x.
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(d)

Figure 3.30.  Continuation, illustrating: c) 7% (Sample AC32).
d) 14% (Sample AC33). 2% Nital etch. 200x.
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Figure 3.30.  Continuation, illustrating: e) 25% (Sample AC34).
f) 15% (Sample AC35). 2% Nital etch. 200x.
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3.4 Polymers

Polymers are often used in applications where low friction and
wear are required. Polymer in bulk form or as a thin film can
produce low friction when tested against a hardened steel
counterface. This type of wear environment could exist between
wheel and rail. It was postulated that a thin polymer film applied to
the rail would reduce friction when the “hardened steel” wheel
rolled across it. The polymer film would thereby reduce or
eliminate steel on steef contact.

The polymer was sprayed on top of the steel coating’s surface
as opposed to being included within it. This gave the polymer
coating strength and rigidity, without compromising the integrity of
the steel coating. Several types of polymers were investigated.
Some of the polymers were mixed with solid lubricants or combined
with other polymer materials. The deposition process, nonetheless,
remained constant

The coating performance was evaluated on the Amsler, which
measured coating durability and the average friction coefficient.
Most wear tests were performed at Po= 1220 N/mm?2 and 35% creep
unless otherwise specified. The tests were run to failure, which
occurred by debonding of the steel coating, or more commonly,
polymer coating degradation. An increased friction coefficient,
generally between p= 0.25-0.30, signaled the polymer film had worn
through. The polymer films were analyzed using several techniques
to describe and investigate the degradation behavior.

3.4.17 Initial Work

Initial research evaluated a wide variety of polymer materials
in an effort to pinpoint those most suited to rolling/sliding wear.
These polymer materials included Kynar, Torlon, Nylon 11, and ultra
high molecular weight polyethylene (UHMW). The spray parameters
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for applying these polymer materials onto steel coatings were based
on parameters developed in previous work.178

The steel coating was applied at the standard gas parameters
230 slpm N> / 30 slpm H; with a working distance of 235 mm. All of
the polymers were applied at the gas parameters 200 slpm N / 50
slpm H, and a working distance of 255 mm. These parameters
remained constant throughout the polymer / steel coating
investigation. In a small number of tests 308 L-Si stainless steel
was substituted for 1080 steel. The gas parameters for depositing
stainless steel were 230 slpm N, / 75 slpm H; with a working
distance of 235 mm. The polymer gas parameters remained the
same. The steel coating thicknesses were very consistent, often
within 75 pm of 0.25 mm, 0.5 mm, etc. The creep values are
presented as 5% or 35%, but some minor variation occurred within
those values. The variation is on the order of 1% and conseqguently
was ignored.

Table 3.20 summarizes the wear performance and spray
parameters of Kynar and Torlon. Initial friction values for these
polymers were around 0.10 and appeared independent of testing
conditions. Three steel coating thicknesses (0.7, 0.5, 0.25 mm.)
were tested with Kynar. Torlon was only tested on a 0.5 mm steel
coating. The polymer was applied to a thickness of 50 to 75 ym.
The ideal polymer film thickness was unknown in this initial work.
The thin steel coatings (0.25 mm) had the best performance and
resistance to debonding. The final friction value (i) was given as
the friction coefficient slowly increased from py= 0.10 during the
test. The durability of Kynar was excellent when the steel coating
was 0.25 mm. With the debonding of thicker steel coatings the full
life of Kynar was not realized. Torlon had mediocre performance and
after only a few tests was eliminated.

The effect of applied load on friction coefficient was
investigated. The load was increased from 500 N to 2200 N, barring
debonding. Table 3.27 summarizes the change in friction coefficient
as a function of load for Nylon, UHMW, Kynar, and Torlon polymer
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materials. Friction coefficient appeared independent of load for the
Nylon and Kynar (plus steel) coatings. The friction coefficient
increased slightly with load for the UHMW and Torlon coating

systems. The steel coating thicknesses were 0.7 mm for the Nylon
and Kynar and 0.5 mm for the UHMW and Torlon, and had no effect on
friction unless the steel coating failed.

3.4.2 Nylon

Nylon coatings were the focus of the bulk of the polymer
coating investigation. Nylon 11 material was available in bulk and
initial tests indicated it had potential. Both dry and lubricated
tests were performed. Initial work with nylon used 0.7 mm steel
coatings. The increased resistance to debonding that 0.25 mm steel
coatings offered had not been realized when this early work was
performed. Later work utilized the more durable 0.5 and 0.25 mm
steel coatings. The thickness of nylon ranged from 30-75 ym.

Neat Nylon / 1080 Steel Coatings

The effect of load on the friction coefficient is summarized in
Table 3.21. The friction increased from a value of y= 0.06 at 500 N
to u= 0.1 at 2200 N. The increments between load increases were
only 100 to 200 revolutions. This experiment only showed there
were no gross changes in friction as a function of load. Nothing
could be said as to the friction behavior during an extended wear
test.

Table 3.22 is a summary of the performance tests of 0.7 mm
steel coatings with nylon. The loading conditions varied in the first
several tests, with contact pressures of 860 and 1050 N/mm2 The
vast majority of the tests were performed at a contact pressure of
1220 N/mm2. Creep was 5% or 35%, with 35% being the dominant
slip ratio used for further polymer / steel coating tests. Barring
debonding, the average durability was 8,100 revolutions at P,= 1220
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N/mmz2 and 35% creep. The final friction coefficient averaged 0.27.
When creep was reduced to 5% the durability increased almost
fourfold. The final friction value was the same, as was the degree
of wear, but the degradation process was much slower. The final
friction level (generally between 0.25 and 0.30) signaled that nearly
ali of the polymer had been worn away. If the tests were continued,
steel on steel coating wear occurred, and friction rose rapidly.

Table 3.23 and 3.24 summarize the performance results for the
0.5 and 0.25 mm coatings. The average test durations were 8870
revolutions and 9250 revolutions for the 0.5 mm and 0.25 mm
coatings, respectively. These samples were tested at 35% creep and
Po=1220 N/mm2. When creep was reduced to 5% for the 0.25 mm
coatings the durability again saw a four fold increase. The average
durability for two tests was 44,705. The final friction coefficient
was py= 0.29- 0.31. At the test end the steel coating was beginning
to debond in thin sections. This surprisingly did not cause total
coating failure. This type of ‘limited’ debonding was not observed in
the 0.5 to T mm coatings, where any debonding caused total coating
failure.

Neat Nylon / 308 L-Si Stainiess Steel Coatings

Stainless steel was used in an attempt to reduce the incidence
of debonding. The rolling/sliding wear and friction behavior of
stainless steel coatings was investigated in previous work.180 |t
was determined that stainless steel coatings had inferior durability
to 1080 steel coatings when tested against wheel steel, With an
overlay polymer however, the stainless steel wear properties would
be irrelevant. The tenacious chromium oxides were thought to
reduce debonding. This being the case, the durability of the polymer
/ steel system could be improved.

Table 3.25 summarizes the tests with 0.25 mm nylon /
stainless steel coatings. The coatings had excellent durability, with
the average test length equaling 13,060 when run to failure. The
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Comments column in Table 3.25 indicates whether the test was
terminated or partial debonding occurred. In samples SS1 and SS2
the test was prematurely terminated when the coating visually
appeared to be worn away. in the later tests the coating was run
until debonding occurred, despite coating appearance.

The friction coefficient remained around 0.20, even at test end
when the coating began to partially debond. When creep was reduced
to 5% the durability tripled to 43,000 revolutions. This value was
comparable to the 0.25 mm nylon / 1080 steel coatings. However,
the friction value remained around p= 0.13, until the stainless steel
coating began to debond. Overall the nylon / stainless steel coatings
had superior performance over the nylon / 1080 steel coatings.

Solid Lubricant + Nylon / 1080 Steel Coatings

To further enhance the durability of nylon / 1080 steel
coatings, solid lubricants were blended with the neat nylon powder.
Two common solid lubricant powders were used, graphite and MoS;.
Table 3.26 summarizes the results of 0.25 mm and 0.5 mm steel
coatings with nylon/graphite or nylon/MoS; polymer coatings. The
durability was increased, with average test length rising by 10%.
The coating degradation process was unchanged and the friction
coefficient was still around py= 0.27 at test termination. MoS
increased the performance of nylon to a greater degree than
graphite. Overall, the performance increase mimicked that achieved
by the nylon / stainless steel coatings, but without the improved
friction reduction.

3.4.3 PTFE

PTFE (Tefion™) is widely known for its low friction
coefficient and resistance to wear. PTFE was applied to the 1080
steel coating anticipating it would behave similarly to bulk PTFE.
PTFE was evaluated as a neat powder and in blended form. Nylon was
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added in increasing amounts to form a blended polymer. The spray
deposition parameters of PTFE were similar to the other polymers.
Table 3.27 summarizes the results of PTFE / 1080 steel coatings.
The durability of these coatings was poor; with a 0.5 mm steel
thickness, half of the samples debonded.

100% PTFE coatings had the lowest friction value for any of
the polymer / steel systems. The final friction value was only u=
0.12 at nearly 5000 revolutions. This is overshadowed though by the
low durability, which was about half of the best performing nyion /
steel coatings. The initial friction value was on the order of y=
0.05. Neat PTFE powder exhibited little wetting when sprayed and
as a result could not form a continuous coating. Instead, individual
particles adhered to the surface. The coating which did form was
not easily measurable. Figure 3.31 illustrates the as-sprayed
morphology of neat PTFE. At the onset of a wear test most (> 60%)
of the unadhered PTFE particles were lost from the system.

In an effort to retain the PTFE it was blended with nylon.
Nylon was easily melted, having good wetting, and could act as a
carrier for the PTFE. The polymer coating adhesion improved as the
nylon weight fraction was increased. At 75% nylon, the polymer
appeared to deposit and adhere in the same manner as neat nylon.
Wear tests however, illustrate this 75-25 blend did not perform as
well as nylon / steel coatings or as well as 100% PTFE / steel
coatings. The blends in-between had similar mediocre performance,
with the trend indicating that either powder in neat form was
superior to a mixture. The initial and final friction coefficients
also rose as the weight fraction of nylon increased. PTFE in neat
form did not appear to be suited to plasma spray deposition.

3.4.4 UHMW

UHMW is a wear resistant polymer with far reaching industrial
applications. UHMW was deposited in the same manner as nylon, and
was intended to increase the overall performance of the polymer /
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steel coating system. UHMW was deposited onto 1080 steel in neat
form and blended with solid lubricant powders. Graphite and MoS;
were used, and the weight fractions were the same as in the blended
nylon powders: 2.5 : 1. The UHMW / steel coatings were tested at
35% creep and Po= 1220 N/mm?2, Table 3.28 summarizes the
performance results of both neat and solid lubricated UHMW / steel
coatings. The durability was excellent, barring debonding. The
effect of added solid lubricants was an increase of durability by 10-
20%. The average durability for URMW (both blended and neat) was
10,670 for the 0.5 mm steel coatings and 9330 for the 0.25 mm
steel coatings. These averages exclude the samples which debonded.
The final friction coefficient average was smaller for the UHMW /
steel coatings (#=0.21) than for the nylon / steel coatings (y=0.28).
The overall behavior though, was inferior to the best performing
nylon / steel coatings.

UHMW appeared to require a higher heat input to fully wet the
polymer coating, when compared to nylon. The standard gas
parameters for depositing polymers (200 slpm N3 / 50 slpm H;) were
always used at 340 V and 350 A, which yielded a power input of 119
kW. Lower power inputs were attempted in an effort to discover the
minimum input requirements. Table 3.29 summarizes the results of
UHMW deposition at varying power inputs. A sample was sprayed at
the standard power input of 119 kW for comparison. Its performance
was similar to other UHMW / steel coatings. As power was reduced
the wetting of the UMMW decreased. Figure 3.32 is an SEM photo of a
fully melted and wetted, continuous UHMW film deposited at 119 kW.
Figure 3.33 is an SEM photo illustrating UHMW particles which were
deposited at 90 kW and did not wet. The coatings performance and
friction reduction decreased with power input. When power input
fell below 105 kW the UHMW coating had no beneficial influence on
friction or wear of the steel coating. The best performance
appeared to require the standard 119 kW input during deposition. On
the positive side however, is UHMW’s increased resistance to
thermal degradation.



3.4.5 Surface Modification

Polymers were generally coated on to as-sprayed steel
coatings for performance evaluation. However, the question
remained whether nylon would perform well when applied to
surfaces roughened by other means. The unique surface texture of a
plasma sprayed coating enabled the polymers to achieve good
durability. If this surface could be reproduced, then the time
consuming step of steel coating deposition could be eliminated.

When nylon was deposited on an as-machined Amsler roller,
the durability was very low (<1000 revs @ P, =900 N/mm?2 and 5%
creep).178 Various surface modification techniques were attempted
to improve the performance. These included: grit blasting, grinding,
groove cutting, and combinations thereof.17¢ The groove cutting was
performed on a lathe, where depth and thread pitch could be varied.
The grinding operation utilized a precision lathe mounted, fine wheel
grinder to give a uniform surface texture. Table 3.302 surnmarizes
the surface preparation techniques used. Table 3.30b summarizes
the subsequent performance results. Initial and final friction values
are listed, as they had a wider variation than the nylon / steel
coating values.

The Amsler test and nylon application parameters were
equivalent to those used on the previous polymer / steel coatings
The nylon film durability was significantly reduced in the absence of
a 1080 steel coating substrate. The best performer was Sample SM6
with 6400 revolutions. This sample combined grit blasting and
machined grooves. This value was still half of that achieved in the
nylon / stainless steel coatings and the nylon / 1080 steel coatings
with solid lubricants. In light of the poor performance, this method
of surface modification was abandoned.

204
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3.4.6 Lubricated tests

Amsler performance tests of polymer / steel coatings had been
done under dry, unlubricated conditions to this point. Uncoated rail
steel is often lubricated by applied grease or natural rainfall in the
field. Thus, it was of interest to evaluate the performance of
polymer / steel coatings under lubricated conditions. The best
performing coating series, nylon / 308 L-Si stainiess steel (0.25
mm coating), was assessed under both grease and water lubricated
conditions. For both grease lubricated tests, the initial applied
lubricant was 0.40 cm3. An additional 0.2 cm3 was applied at each
500 revolution increment. The water lubricant was a continuous
drip. Durability and friction reduction were recorded at the contact
conditions of: P,=1220 N/mm?2 and 35% creep.

Table 3.31 summarizes the performance results of the
lubricated tests. The durability was decreased by 50-75%, with the
best performance only lasting 4570 revolutions (Sample WL1). All
of the coatings debonded. The water lubricated tests accelerated
the coating degradation, but had little influence on the friction
coefficient behavior. The initial friction was u=0.10, the same as
the dry tests, and the friction increased steadily, although at an
accelerated rate. The water lubricant did maintain a friction value
of y= 0.22 though, after the entire polymer coating had been worn
off and steel coating / wheel steel contact had commenced. The
grease lubricant enabled the friction coefficient to remain at y=0.10
during the entire test.

The grease also reduced the life of the polymer coating. It
appeared that once the polymer was worn off, the steel coating
would debond. Only a small fraction of the applied lubricant
remained in the contact zone, this was enough though, to maintain
low friction, even when metal on metal contact occurred. Qverall,
the lubricants appeared to degrade the coating more than preserve it.
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3.4.7 Polymer Reapplication

Most performance tests of nylon /steel coatings were run until
the polymer coating had nearly worn off. Some polymer did remain,
but in general, was not enough for continued friction and wear
reduction. As a result, the steel coating remained relatively unworn
after wear testing. The question arose whether the polymer coating,
if re-applied, would exhibit the same endurance as a polymer applied
over an as-sprayed steel coating. In addition, what type of surface
preparation of the steel coating would be necessary prior to re-
application.

Both 1080 steei and 308 L-Si stainless steel coatings were
investigated. The original nylon coating was run to failure, with
care taken to avoid metal on metal contact. Two surfacing _
technigues were used prior to polymer reapplication. The first, was
a surface cleaning only with acetone. The second was a limited
surface texturing via grit blasted steel shot, followed by cleaning
with acetone. The nylon coating was reapplied at the standard gas
parameters. The nylon coating thickness was 35-50 um. The
samples were tested at Po= 1220 N/mm?2 and 35% creep. The original
nylon / steel coatings 1080 or 308 L-Si were sprayed at the
standard parameters. To minimize the chance of debonding steel
coatings were limited to 0.25 mm.

Table 3.32 summarizes the performance results of the re-
applied nylon coatings. Samples RS1 through RS3 were cleaned only
prior to nylon re-application. The other samples RS4 through RS9
were surface textured. Neither of these techniques or combinations
improved the coating durability or friction reduction appreciably.

The re-applied nylon coating was shed in the first few hundred
revolutions. The remainder of the test was accelerated degradation
leading to an increased friction coefficient (u= 0.3) or debonding.
The results suggest that a new steel coating must be applied, if the
polymer is to adhere and behave as a |lubricant.



3.4.8 Interrupted tests

The polymer coatings were too thin to be resolved optically in
either the as-sprayed or as-tested condition. SEM imaging provided
limited information when polymer coatings were analyzed only
before, or after, testing. The degradation process of the polymer
was very similar, regardless of the polymer material (nylon, UHMW,
atc.). Observation of polymer coatings at different degrees of wear
yielded greater understanding of the degradation mechanisms.

Interrupted tests were performed on a nylon / 1080 steel
coating. The tests involved six identical Amsler rollers with a 0.25
mm steel coating and the standard 35-50 uym nylon coating. The
rollers were wear tested to varying degrees of failure, from the
initial break-in to the point where the nylon film was worn off.

Wear test parameters were P, =1220 N/mm? and 35% creep. Each
specimen was sectioned to observe the degree of coating
degradation using optical and SEM analysis.

The progression of polymer film degradation was charted with
a series of photographs and observations taken during a wear test.
Seven stages were defined which describe the wear progression.
Table 3.33 summarizes the location of each stage in terms of
revolutions and friction coefficient for these specific samples.

These numbers represent approximate values at which these stages
occurred. The measured friction coefficient and visual appearance
determine when each stage has begun and ended, and this varies
slightly for different samples. Figures 3.34 through 3.40 are
photographs illustrating the progression of film degradation (Stages
1 through 7) during an Amsler test of a typical polymer /steel
coating. The sample was photographed intermittently from test
beginning to failure of the nylon film.

The post test analysis was performed primarily using
secondary electron imaging in the SEM. The polymer wear track
surface of each sample was analyzed to determine the morphology
and structure of the polymer film at each stage. Figures 3.41

207
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through 3.46 document the polymer surface wear of stages one
through six. These SEM photographs illustrate the loss of nylon
coating and provide a good visual description of the nylon
degradation. In brief, the polymer coating loses material to the
point where a continuous film is non-existent, or is unable to
control friction. At test end only patches of polymer remained,
residing in the valleys of the stee! coating. The interrupted tests
gave a better understanding of the degradation of the polymer film,
providing observations that define each stage and ultimately, the
failure of the polymer.

3.4.9 Polymer Film Analysis

The interrupted tests provided details of the polymer’s
behavior, but gave no analysis as to changes in its molecular
structure. Both plasma spraying and wear testing had potential to
alter the bonding characteristics of a polymer, specifically nylon in
this study. Fourier transform infrared spectroscopy was employed
to study the nylon films. Nylon films were observed in the melted,
as-sprayed, and as-tested forms. Analysis of the as-tested samples
focused on the film remaining on a worn nylon / steel coated roller
and the film which transferred to the bottom wheel steel roller.

The spectra from the FTIR analysis yielded specific
information about the various bonding linkages of the nylon
structure. Figure 3.47 is a characteristic FTIR spectrum, utilizing
attenuated total reflectance (ATR), of an as-sprayed nylon sample.
The wave number (cm-1) defines the important peaks and gives
definite structural information, whereas the relative intensity (y-
axis) is dependent on sample thickness and other external factors,
and can vary between like samples. The important peaks focus on
the behavior of the amide linkage. A peak at 3309 cm-1 represents
the stretching between nitrogen and hydrogen, and is known as the
the Amide | peak. The stretching between carbon and hydrogen in the
methylene groups is illustrated by peaks at 2925 cm-! and
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2856 cm-'. The carbonyl peak, which represents stretching between
the oxygen and carbon in the amide linkage, is located at 1734 cm-1.
The Amide Il peak, at 1569 cm1, represents vibration within the
entire amide linkage. Shifts in these peaks within identical samples
represent structural changes. To fully represent the polymer film
both ATR and specular reflectance were performed. ATR detects
surface region characteristics (1-2 ym) relative to the bulk.

Specular reflectance (SR) characterizes the actual surface, which

can vary greatly from the subsurface.

All of the nylon spectra: worn, melted, etc., looked similar
with no gross differences. Only when nylon was pyrolized by intense
overheating did the spectrum become unrecognizable. Subtle
variations did, however, indicate some change had taken place.
Figure 3.48 is the resultant (SR) when the as-melted spectrum was
subtracted from the as-sprayed spectrum. A negative peak around
1660 cm! indicates an increased intensity in the carbonyl peak of
the as-sprayed nylon. This represents an increase in the number of
C-0O bonds. The negative peak results when the as-sprayed peak is
subtracted from zero, as no peak exists in the as-melted sample at
the shifted location.

The SR spectrum of 2 worn nylon film subtracted from an as-
sprayed film is illustrated in Figure 3.49. The film was taken from
the bottom roller and represents transferred material during a wear
test. A shift in the Amide | and Amide Il linkage is represented by a
negative peak. This shift of the amide linkage intensities indicates
the transferred film has a less ordered structure. This is compared
to the as-melted, as-sprayed, and even the top roller nylon film. The
film which remains on the top roller at the end of a test has the
same degree of order as the as-sprayed nylon films. The as-melted
nylon though, has the highest degree of order. These relative order
relationships come from the shifting in an intensity peak away from
the published ideal bulk nylon properties.106 Further analysis would
be required to elaborate on the exact changes in structure nylon



experienced. These results suggest that the spray process is not a
factor in the wear durability of nylon steel coatings.

Focussed lon Beam Machining

During both wear testing and FTIR analysis the question arose
of the thickness of the transferred polymer coating. The thickness
was immeasurable with standard calipers. In order to measure the
film, a small cross section had to be cut using a focused ion beam
(FIB). The FIB uses accelerated gallium ions to micro-machine
sections out of material. A cross section of the bottom roller was
cut with a diamond saw and the FIB machined away the residual
disturbed metal and polymer. Figure 3.50 illustrates a cross section
view of the transferred nylon film and bottom roller substrate. The
film is on the order of 1 um in thickness. The thickness of the film
suggests that a large majority of the polymer is lost from the
system during wear testing. This film was formed after wear
testing approximately 8000 revolutions.

3.4.10 Synopsis

The performance of the polymer / steel coating system was
superior to either the graphite or copper systems. As a result more
analysis was put into the mechanisms of polymer wear in an effort
to fully understand its limitations. The nylon / 308 L-Si stainless
steel coating system was the top performer. Nylon / 1080 steel
coatings were a close second. The steel coating thickness played a
larger role than the actual material itself. The greatest debonding
resistance and subsequent durability occurred when the steel
coating was 0.25 mm thick. The coatings excellent performance was
slightly renewable through polymer reapplication, and lubricants
only accelerated degradation. Nonetheless, the polymer coating
performed much better than was ever anticipated.
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Table 3.20. Amsler performance test results of Kynar and Torlon

polymers / 1080 steel coatings.17® Gas parameters

(1080 steel) were 230 N2 / 30 Hz with a working

distance of 235 mm. Nylon gas parameters were

200 slpm N3 / 50 slpm H; with a working distance

of 255 mm.

Steel
Contact Coating Final
Sample Pressure Creep Durability | Thickness | Friction
(N/mm?2) (%) (revs.) (mm) 7))

Kynar 1 860 5 18,000 0.7 0.18
Kynar 1* 1050 5 1,100 0.7 0.23
Kynar 2 1220 S5 4,1000 0.7 0.20
Kynar 3 1220 35 450D 0.7 0.10
Kynar 4 1220 35 7,4000D 0.5 0.16
Kynar S 1220 35 7,1000 0.5 0.20
Kynar 6 1220 35 16,000 0.25 0.31
Kynar 7 1220 35 15,000 0.25 0.31
Torlon 1 1220 35 3,600 0.5 0.39
Torlon 2 1220 35 3,700 0.5 0.38

* Test continued at higher contact pressure; D= Steel coating debonded.

Nylon coating thickness 50-75 pm. Initial y= 0.08 - 0.10.
Power= 130 kW @ 370 V and 350 A for steel coatings.
Power= 119 kW @ 340 V and 350 A for polymer coatings.




212

Table 3.21. Friction coefficient as a function of applied load for
polymer / 1080 steel coatings.'”® Gas parameters
(1080 steel) were 230 N, / 30 Hp with a working
distance of 235 mm. Nylon gas parameters were 200
slpm Nz / 50 slpm H; with a working distance of
255 mm. Creep= 5%.

Load Nylon UHMW Kynar Torlon
(N) (1) (1) (1) W)
500 0.060 0.005 0.124 0.021
600 0.080 0.013 0.138 0.035
700 0.093 0.021 0.148 0.037
800 0.094 0.019 0.130 0.039
500 0.085 0.021 0.161 0.047
1000 0.096 0.026 0.156 0.058
1100 0.097 0.031 1.160 0.053
1200 0.097 0.033 0.151 0.057
1300 0.100 0.032 0.144 0.061
1400 0.080 0.037 0.145 0.061
1500 0.078 0.038 0.145 0.063
1600 0.093 0.046 0.143 0.066
1700 0.094 0.049 0.140 0.065
1800 0.094 0.049 0.138 0.067
1900 0.095 0.058 0.125 0.069
2000 0.096 0.050 debongd 0.071
2100 0.096 0.055 - 0.070
2200 0.100 0.053 - 0.074

Steel coating thickness= 0.7 mm for Nylon and Kynar.

Steel coating thickness= 0.5 mm for UHMW and Torlon.

Polymer thickness= 50-75 um.
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Table 3.22. Amsler performance test results of nylon / 1080
steel coatings N1 through N15.179 Gas parameters
(1080 steel) were 230 Np / 30 H; with a working
distance of 235 mm. Nylon gas parameters were 200
slpm Nz / 50 slpm H; with a working distance of
255 mm. Coating thickness= 0.7 mm.
Contact Final
Sample Pressure Creep Durability Fiction
(N/mm?2) (%) (revs.) (1)
N1 860 5 18,000 0.19
N1* 1050 5 12,300 0.24
N2 1050 5 29,500 0.27
N3 1220 5 13,600 0.14
N4 1220 5 9,000 0.10
NS 1050 35 17,300 0.28
N6 1220 35 8,400 0.26
N7 1220 35 3,700 D 0.13
N8 1220 35 2,0000 0.13
N9 1220 35 4,7000 0.12
N10 1220 35 2,700 D 0.12
N11 1220 35 7,600 0.26
N12 1220 35 9,000 0.28
N13 1220 35 8,000 0.26
N14 1220 35 7,800 0.25
N15 1220 35 7,600 0.27
* Test continued at higher load; D= Steel coating debonded.
Nylon coating thickness 50-75 ym, initial y= 0.10,
Power= 130 kW @ 370 V and 350 A for steel coatings.
Power= 119 kW @ 340 V and 350 A for polymer coatings.




Table 3.23.
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Amsler performance test results of nylon / 1080
steel coatings N16 through N21. Gas parameters
(1080 steel) were 230 N5 / 30 H, with a working
distance of 235 mm. Nylon gas parameters were 200
slpm Ny / 50 slpm Hj; with a working distance of 255
mm. Wear test parameters: Po= 1220 N/mm?2,
Creep= 35%. Coating thickness= 0.5 mm.

Final
Sample Durability Friction
(revs.) (1)
N16 8,300 0.27
N17 7,700 0.27
N18 9,500 0.31
N19 7,4300 0.30
N20 8,750 0.31
N21 10,560 0.34
D= Steel coating debonded. Initial y= 0.10.
Nylon coating thickness 50-75 ym.
E= 130 kW @ 370V, 350 A for steel coatings.
E= 119 kW @ 340 V, 350 A for polymer coatings.




Table 3.24.
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Amsler performance test results of nylon / 1080
steel coatings N22 through N29. Gas parameters
(1080 steel) were 230 N, / 30 H, with a working
distance of 235 mm. Nylon gas parameters were 200
slpm N2 / 50 slpm H; with a working distance of 255
mm. Wear test parameters: Po= 1220 N/mmgZ,
Creep= 35%. Steel coating thickness= 0.25 mm.

Final
Sample Durability Friction
(revs.) (1)
N22 9,000 0.28
N23 5.800 P 0.26
N24 8,920 0.30
N2S 11,460 0.35
N26 10,450 0.33
N27 9,870 0.31
N28 10,100 0.31
N29 9,250 0.30
D= Steel coating debonded. initial p= 0.10.
Nylon coating thickness S0-75 ym.
E= 130 kW @ 370V, 350 A for steel coatings.
E= 119 kW @ 340 V, 350 A for polymer coatings.
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Table 3.25. Amsler performance test results of nylon / 308 L-Si
stainless steel coatings SS1 through S57. Gas
parameters (308 L-Si) were 230 N / 75 Hz with a
working distance of 235 mm. Nylon gas parameters
were 200 slpm Nz / 50 slpm Hy with a working
distance of 255 mm. Py = 1220 N/mm?2,
Steel coating thickness= 0.25 mm.
Final
Sample Creep Durability Friction Comments
(%) (revs.) (&)
SS1 35 9,300 0.22 T
SS2 35 9,060 0.20 T
SS3 35 13,310 0.20 D
SS4 35 12,810 0.20 D
SS5 35 13,050 0.20 D
SS6 5 43,050 0.13 D
SS7 5 42,370 0.14 D
Comments: D= debond; T= test terminated.
Power= 133 kW @ 380 V, 350 A for steel coatings.
Power= 119 kW @ 340 V, 350 A for polymer coatings.
Initial y= 0.10, Palymer thickness= 25-50 ym,




217

Table 3.26. Amsler performance test results of nylon + solid
lubricants / 1080 steel coatings NS1 through NS8.
Gas parameters (1080 steel) were 230 Nz / 30 H, with
a working distance of 235 mm. Nylon gas parameters
were 200 slpm Nz / 50 slpm H; with a working
distance of 255 mm. Wear test parameters:
Po= 1220 N/mm2, Creep= 35%.
Steel
Coating Solid Test Final
Sample Thickness Lubricant Duration Friction
(mm) (revs.) (u)
NS1 0.5 MoS; 13,300 0.26
NS2 0.5 MoS» 11,600 0.27
NS3 0.5 Graphite 11,000 0.27
NS4 0.5 Graphite 10,000 0.28
NSS 0.25 MoS; 11,000 0.28
NS6 0.25 MoS; 11,200 0.27
NS7 0.25 Graphite 9800 0.28
NS8 0.25 Graphite 8600 0.30
Polymer thickness = 25-50 pym; Initial y= 0.08
Power= 130 kW @ 370V, 350 A for steel coatings.
Power= 119 kW @ 340 V, 350 A for polymer coatings.
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Table 3.27. Amsler performance test results of PTFE / 1080
steel coatings PT1 through PT8. Gas parameters
{1080 steel) were 230 N> / 30 H; with a working
distance of 235 mm. Nylon gas parameters were 200
slpm N / 50 slpm Hz with a working distance of 255
mm. Wear test parameters: Po= 1220 N/mm?2,
Creep= 35%. Coating thickness= 0.5 mm.
Polymer Initial Final
Sample PTFE Durability | Thickness | Friction Friction
(%) 1 (revs.) (um) (1) W)
PT1 100 4950 D <15 0.05 0.12
PT?2 100 6460 D <15 0.05 0.12
PT3 75 45400 <15 0.08 0.15
PT4 75 5800 <15 0.07 0.22
PTS 50 5670 <15 0.09 0.20
PT6 50 4250 <15 0.10 0.21
PT7 25 37700 20-30 0.10 0.21
PT8 25 4870 30-30 011 0.27
1. Balance of polymer was Nylon 11. D= Steel coating debonded.
E=130kW @& 370V, 350 A for steel coatings.
E= 119 kW @ 340 V, 350 A for polymer coatings.
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Table 3.28. Amsler performance test results of UHMW / 1080
steel coatings PE1 through PE6. UHMW was sprayed
neat, and mixed with graphite or MoS;. Gas
parameters (1080 steel) were 230 N / 30 H, with a
working distance of 235 mm. Nylon gas parameters
were 200 stpm N> / 50 slpm H, with 2 working
distance of 255 mm. Wear test parameters: Po= 1220
N/mm2, Creep= 35%.

1080 Steel
Coating Solid Final
Sample Thickness Lubricant Durability Friction
{(mm) (revs.) (1)

PEY #1 0.50 - 11,220 0.19
PE1 #2 0.50 - 30300 0.13
PET #3 0.50 - 9750 0.23
PE1 #4 0.50 - 11,940 0.28
PE2 #1 0.50 MoS; 6830 D 0.18
PE2 #2 0.50 MoS; 9750 0.20
PE3 #1 0.50 Graphite 83400 0.18
PE3 #2 0.50 Graphite 7960 D 0.19
PE4 #1 0.25 - 7200 0.24
PE4 #2 0.25 - 7780 0.25
PE4 #3 0.25 - 8840 0.24
PE4 #4 0.25 - 8720 0.26
PES #1 0.24 MoS; 8,620 0.20
PES #2 0.25 MoS; 11,200 0.27
PEG #1 0.25 Graphite 11,540 0.20
PEG #2 0.25 Graphite 10,760 0.22

Initial p=0.06-0.08 for all samples; D= debond; Polymer thickness= 30-50 uym.

E= 130 kW @ 370 V, 350 A for steel coatings.

E= 119 kW @ 340 V, 350 A for polymer coatings
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Table 3.29. Amsler performance test results of UHMW / 1080
steel coatings PE7 through PE10. Input power was
varied to observe effect on UHMW wetting. Gas
parameters (1080 steef) were 230 N» / 30 H with a
working distance of 235 mm. Nylon gas parameters
were 200 slpm N2 / 50 slpm H, with a working
distance of 255 mm. Wear test parameters: Po= 1220
N/mmz, Creep= 35%. 1080 stee! coating thickness
was 0.5 mm.

Power Voltage Final
Sampile Input Input Durability Friction
(kW) (V) (revs.) (1)
PE7 119 340 9650 0.20
PE8 105 350 7430 0.22
PES 90 360 1000 0.46
PETO 74 370 1000 0.47

PE7 and PE8 polymer thickness = 35-50 um. 1=350 A.

PE9 and PE10 polymer thickness < 15 pym.
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Table 3.30a. Surface modification parameters of as-machined

Amsler rollers sprayed with nylon only.779 Nylon

spray parameters were 200 slpm N / 50 sipm H;

with a working distance of 255 mm. Power= 133 kW

at 380 V and 350 A.

Grit Groove Groove
Sample Surface Size Pitch Depth
Preparation
(mesh) | (grooves/mm) (um)
SM1 Grit 36 - -
SM2 Grit 36 - -
SM3 Groove - 2 38
SM4 Ground - - -
SM5 Ground - - -
SM6 Grit, Groove 36 2 38
SM7 Grit, Groove 20 2 76
SM8 Grit, Groove 20 0.5 76
SM9 Grit, Groove 36 2 76
SM10 Grit, Groove 36 0.5 76
Grit= Grit blasting; Groove= Grooves cut into Amsler running surface.
Ground= Amsler running surface gro und with fine grinding wheel.




Table 3.30b. Wear performance results for surface modified
Amsier rollers with nylon coating only.179
(Samples SM1 - SM10). Po=1220 N/mm?, Creep=35%.

Initial Final
Sample Durability Friction Friction
(revs.) (1) ()
SM1 5,200 0.09 0.35
SM2 5,500 0.09 0.40
SM3 2,200 0.07 0.57
SM4 640 0.08 0.57
SM5S 820 0.08 0.57
SM6 6,400 0.08 0.23
SM7 2,800 0.12 0.28
SM8 3,500 0.08 0.34
SM9 2,500 0.10 0.34
SM10 3,700 0.07 0.24
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Amsler performance results for nylon / 308 L-Si
stainless steel coatings tested under lubricated
conditions. Coatings were applied with the standard
gas parameters. P,=1220 N/mm2. Creep=35%.
Steel coating thickness= 0.25 mm.

Final
Sample Lubricant Durability Friction Comments
Type !
(revs.) (1)
WL1 H>0 4570 0.22 D, X
WL? H-0 3420 0.21 D, X
WL3 H»0 3670 0.22 D, X
GL1 Grease 4160 0.10 D
GL2 Grease 2790 0.10 D
1 H20= plain tap water; Grease= Texaco 904. Initial y=0.10.
D= Debond of steel coating; X= entire polymer coating wore off prior to debonding.
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Table 3.32. Amsler performance test results of resprayed nylon
/1080 steel coatings RS1 through RSS. Samples were
tested to nylon coating failure prior to respraying.

Po= 1220 N/mmZ2. Creep= 35%.

Gas

Sample Steel Surface Durability Final Flow
Coating | Treatment Friction N» / Hp
(revs.) (u) (slpm)
RS1 1080 C 2450 0.39 230/30
RS2 1080 C 2840 0.31 230/30
RS3 1080 C 3100 0.30 230/30
RS4 1080 T 3360 0.30 230/30
RS5 1080 T 3700 0.1 230/30
RS6 1080 T 1140 0.24 230/30
RS7 308 L-Si T 4290 0.30 230/75
RS8 308 L-Si T 4160 0.30 230/75
RS9 308 L-Si T 4520 0.32 230/75

Steel Coating Thickness= 0.25mm; Initial y=0.10. O= debongd of steel coating.

C= Clean only with acetone prior to spraying.

T= Texture surface by grit blasting with steel shot, clean with acetone.




Table 3.33.  Results of interrupted tests. All samples were
sprayed at the standard gas parameters. P,=1220
N/mmz2, Creep= 35%. The test revolutions represent
the point at which each stage occurred. Coating
thickness= 0.25 mm.

Degradation Sample Revolutions Final
Stage Friction

W)

1 IN2f 30 -

2 In2e 1100 0.10

3 In2d 4000 0.11

4 In2c 4050 0.16

5 IN2b 6100 0.27

6 IN22 8920 0.24

7 IN2 11,230 0.34
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Figure 3.31.

<———> 5 um

SEM photograph illustrating non-wetting PTFE
particles after plasma spray deposition. Gas
parameters 200 slpm Nz / 50 slpm Hy, with a working
distance of 255 mm. SE imaging. 200x.
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&——> 5 um

Figure 3.32.  SEM photograph illustrating fully adhered and wetted
UHMW coating after plasma spray deposition. Gas
parameters 200 slpm N, / 50 slpm H, with a working
distance of 255 mm. SE imaging. 200x.
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<———> Spm

Figure 3.33.  SEM photograph illustrating non-wetting UHMW
particles after plasma spray deposition. Gas
parameters 200 slpm Ny / SO slpm Hj;, with a working
distance of 255 mm. SE imaging. 200x.
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Figure 3.34.  Photograph of nylon / steel coating wear process.
Stage | shows excess nylon being shed. Revolutions=
50. Po= 1220 N/mm2. Creep=35%.
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Figure 3.35.  Photograph of nylon / steel coating wear process.
Stage Il is steady state wear of thin polymer film.
Revolutions= 1200. p=0.10. Po= 1220 N/mm?2.
Creep=35%.
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Lmm—e——> 1 CcM

Figure 3.36. Photograph of nylon / steel coating wear process.
Stage Il occurs when nylon particles are transferred
to the bottom roller. Revolutions= 4200. y=0.11.
Po= 1220 N/mm2. Creep=35%.



Figure 3.37.

<m—m— > 1 cm

Photograph of nylon / steel coating wear process.
Stage IV illustrates the growth of a nylon film on the
bottom roller. Revolutions= 4300. p= 0.16.

Po= 1220 N/mm2. Creep=35%.
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Figure 3.38.  Photograph of nylon / stee! coating wear process.
Stage V, the polymer film wears through in the form.
of a ring, which illustrates the exposed steel area.
Revolutions= 6300. pu=0.27. Po= 1220 N/mm?2.
Creep=35%.



Figure 3.39.

<—————> 1 cm

Photograph of nylon / steel coating wear process.
Stage VI, the wear ring expands to fully expose steel
coating. Steel coating on steel contact begins.
Revolutions= 9050. p= 0.24. Py,= 1220 N/mm2.
Creep=35%.
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Figure 3.40. Photograph of nylon / steel coating wear process.
Stage VII, full steel coating on steel contact occurs
and proceeds to Type lll wear. Revolutions= 11,560.
p=0.35. Py= 1220 N/mm2. Creep=35%.
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<———> 2 um

Figure 3.41.  SEM photograph illustrating Stage | of nylon / steel
coating wear process. Excess polymer is shredded
from its as-sprayed continuous film state.

SE imaging. SO00x.
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<——> 1 ym

Figure 3.42.  SEM photograph illustrating Stage Il of nylon / steel
coating wear process. Smooth, continuous polymer
film ts formed. SE imaging. 1000x.



Figure 3.43.

<———> S pum

SEM photograph illustrating Stage {li of nylon / steel
coating wear process. Wear of polymer film
continues. Arrow denotes area where polymer has
anchored into steel coating valley. Darker color is a
result of thicker nylon material. SE imaging. 200x.
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Figure 3.44a.

<—=> 10 pm

SEM photograph illustrating Stage IV of nylon / steel
coating wear process. Most of nylon film has worn
off, leaving a very thin, transparent film and excess
nylon concentrated in steel coating valleys.

SE imaging. 100x.
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<———> 1 pum

Figure 3.44b. SEM photograph illustrating Stage [V of nylon / steel
coating wear process. Closeup of nylon material
anchored in steel coating valley. SE imaging. 1000x.



Figure 3.45a.

<——> S5 pm

SEM photograph illustrating Stage V of nylon / steel
coating wear process. Nylon is concentrated in steel
coating valleys. Cracks are beginning to form on steel
coating surface SE imaging. 200x.
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Figure 3.45b.

<m—=> 10 pm

SEM photograph illustrating Stage V of nylon / steel
coating wear process. View of Amsler roller edge
showing as-sprayed nylon and worh nylon in steel
coating valleys. Cracks in steel coating surface are
also apparant. SE imaging. 100x.
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Figure 3.46.

<———> 2 um

SEM photograph illustrating Stage VI of nylon / steel
coating wear process. Only sparse nylon material
exists which is anchored in steel coating valleys.
Steel coating wear surface is still smooth.

SE imaging. S00x.

243



/]

—_—— - et —

4000 300 3000 _2560 " ‘2060 1500 1000 ) 500
-1
CM™
Figure 3.47.  FTIR spectrum of as-sprayed nylon film, using ATR. The spectrum represents the
characteristic peaks of the amide linkage. a) Amide | stretch (3309 cm-1). b) C-H

stretch of methylene groups (2925 cm-1 and 2856 cm!), ¢) Carbonyl (C-0O)
stretch (1734 cm-1). d) Amide Il stretch (1639 cm- and 1643 cm-1).
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Figure 3.48. Resultant subtractive (as-sprayed - as melted) FTIR spectrum of two analyzed
nylon films, using SR. The spectrum represents the shift in the carbonyl (C-0)
peak at the film surface when nylon is plasma sprayed as opposed to being melted.
The arrow identifies the negative peak.
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Figure 3.49.
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Resultant subtractive (as-sprayed - as worn) FTIR spectrum of two analyzed nylon
films, using SR. The spectrum represents the shift in the Amide Il peak at the
film surface when nylon is transferred to the bottom roller during wear

testing. The arrow identifies the negative peak.

ave



247

<———> 2 um

Figure 3.50.  SEM photo illustrating cross section of transferred
nylon film. Cross section was cut with FIB. The film
is on the order of 1 ym thick.
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3.5 Steel Coating Deposition on Full Scale Rail Sections

Exhaustive studies have been made with coatings applied to
Amsler rollers. The round geometry and closed-system nature of the
Amsler tests prompted new coating evaluation techniques. The
deposition of steel coatings and polymer / steel coatings on rail
head would allow for performance evaluation which closer
approximated the field.

3.5.1 Parameter Optimization

The rail heads that were sprayed with the standard gas flow
rate (230 slpm N, / 30 slpm H3) and working distance (235 mm)
illustrated the need for modified spray parameters. Initial coatings
deposited onto rail head had evidence of large oxide volume
fractions. The oxide content and coating morpholgy were clearly
different than similar (parameter) coatings sprayed on to Amsler
rollers. Table 3.34 is the matrix of gas parameter and working
distance changes used to re-optimize the 1080 steel coating on rail
head. This table also lists the results with respect to change in
porosity and oxide volume fraction.

Figures 3.51 and 3.52 illustrate how porosity increases when
nitrogen is varied from 230 slpm. Figures 3.53 through 3.57
illustrate the effect of varying hydrogen. When hydrogen is
increased to 50 and 75 slpm the oxide volume fraction is reduced.
At 100 and 125 slpm H; though, small particles disappear and
porosity increases. If H» is eliminated, oxide volume fraction
increases. The effect of working distance is illustrated in Figure
3.58 and 3.59. Deviation from 235 mm appears to increase porosity.
For comparison, Figure 3.60 illustrates the microstructure for the
standard parameters, 230 slpm N2 / 30 slpm H with a working
distance of 235 mm, when deposited on rail head.
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3.5.2 Large Scale Testing

Several full scale track specimens were spray coated and
tested at the AAR facility for accelerated testing (FAST) in Pueblo,
Colorado. Three types of samples were spray coated. Track lab
samples (TL) consisted of 4340 steel coupons in the shape of the
rail head. Rolling ioad machine (RLM) samples consisted of 5 foot
sections of rail. Finally, the track test (TT) sample was a 12 foot
rail section. Table 3.35 summarizes the performance results of the
various samples. Performance was measured in million gross tons
(mgt), which evaluates durabiliity with respect to the number of
trains and cars that pass over the coating. Early samples were 1080
steel coating only, while later samples consisted of a nylon / 1080
steel coating or nylon / 308 L-Si stainless steel coating. Figure
2.11 illustrated the track lab coupon geometry in the fixture used
for spray coating. Figure 2.12 illustrated the twelve foot (TT)
sample in the as-sprayed condition.
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Tabie 3.34.  Summary of 1080 steel coating deposition on rail head
to optimize spray parameters. Shaded areas illustrate
the change in variables from the standard 230 slpm N;
/ 30 slpm H> / 235 mm working distance. Results are
presented as an increase or decrease in oxide and
porosity volume fraction.
Nitrogen | Hydrogen | Working Power
Distance Results
(slpm) (slpm) (mm) (kW)
30 235 116 increased P
235 126 increased P
235 116 Increased P and O
230 235 126 Reduced O
230 235 133 Reduced P and O
230 140 Increased P
230 140 Increased P
230 130 Increased P
230 130 Increased P
Abbreviations: O= oxide volume fraction; P= porosity volume fraction

—
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Table 3.35a. Spray parameters for steel, polymer/steel coatings
deposited onto full scale test samples for evaluation
at FAST. Polymer gas parameters: 200 slpm Nz / 50
slom Hp / 255 mm.
Gas Steel Rail
Sample Parameters Coating Coating Type
No/H; Material Thickness or
Material
(slpm) (mm)
TL1 230/ 30 1080 steel > 1.25 4340
TL2 230/ 30 1080 steel > 1.25 4340
TL3 230 /75 1080 steel 0.5-1 4340
TL4 230/ 75 308 L-Si/nylon 0.5 4340
RLM1 230 / 30 1080 steel > 1.25 Standard
REMZ2 230/75 1080 / nylon 1.0 new HH
RLM3 230/ 75 1080 / nylon 0.5 new HH
RLM4 230/ 75 1080 / nylon 1.0 worn HH
RLMS 230/ 75 1080 / nylon 0.5 new HH
TT1 230/ 75 1080 / nylon 0.25-0.5 | worn HH

Material type: 4340= SAE 4340 steel coupon; HH= heag hardened standard carbon

rail; Standargd= standard carbon rail (300 BHN)
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Table 3.35b. Performance results of large scale test samples at
FAST. Test length is measured in million gross tons
(mgt).
Test Length
Sample Comments
(mgt)
TL1 0.12 Track Lab 45t car
TL2 0.32 Track Lab 45t car
TL3 5.33 Track Lab 45t car
TL4 4.8 Track Lab 45t car
RLM1 2.2 Old RLM, L= 45¢, pure rolling
RLM2 0.2 New RLM, L= 35t%, high creep
RLM3 0.24 New RLM, L= 35t, high creep
RLM4 1.72 New RLM, L= 35t, pure rolling
RLM5 2.3 New RLM, L= 35t, pure rolling
111 1.3 FAST, 75 125t cars + 4 loco.




Figure 3.51.

<———> 2 um

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on raill head. Gas
parameters: 200 slpm Ny / 30 H, with 2 235 mm
working distance. SE imaging. 500x.
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Figure 3.52.

<—> 2 pym

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. Gas
parameters: 275 slpm N, / 30 H; with a 235 mm
warking distance. SE imaging. SOOx.

254



Figure 3.53.

<—> 2 um

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. Gas
parameters: 230 slpm Nz / 0 H; with a 235 mm
working distance. SE imaging. S00x.
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Figure 3.54.

<—> 2 um

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. Gas
parameters: 230 slpm N, / 50 H; with 2 235 mm
working distance. SE imaging. SOOXx.
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Figure 3.55.

<——> 2 um

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. Gas
parameters: 230 slpm Np / 75 Hy with 2 235 mm
working distance. SE imaging. S500x.
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Figure 3.56.

<——> 2 um

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. Gas
parameters: 230 slpm Nz / 100 H; with 2 235 mm
working distance. SE imaging. 500x.
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Figure 3.57.

<——> 2 um

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. Gas
parameters: 230 slpm Nz / 125 Hp with a 235 mm
working distance. SE imaging. 500x.
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Figure 3.58.

<———> 2 uym

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. Gas
parameters: 230 slpm Nz / 30 H with 2 200 mm
working distance. SE imaging. 500x.
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Figure 3.59.

<—> 2um

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. Gas
parameters: 230 slpm Nz / 30 H; with a 250 mm
working distance. SE imaging. 500x.
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Figure 3.60.

<——> 2 um

SEM photograph illustrating 1080 steel coating
microstructure as-deposited on rail head. This photo
illustrates the microstructure at the standard gas
parameters: 230 slpm N, / 30 Hz with 2 235 mm
working distance. SE imaging. S00x.
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Chapter Four
Discussion

4.1 Introduction

In the results section the experimental data was presented.
Certain results had a significant impact on the direction of the
research, others were dead ends. In this section the results from
the three coating systems: graphite, copper, and polymers, will be
discussed individually. The relationship of spray parameters, wear
testing, and microstructural characterization will be discussed.

The individual test results will then be drawn together to explain

the coating system as a whole. This will focus on goals achieved,
failures, and how the results reflected the coating’s development. A
synopsis will be presented for each coating section summarizing the
details of discussion.

4.2 Graphite
4.2.1 Introduction

Early work with graphite focused on graphite and graphite
flake powder. This built the foundation of the understanding of
graphite as a lubricant and sprayable material. Cast iron powder
was also investigated. The work with nickel-coated graphite
powder came as a last attempt to create a graphite / steel coating.
Its success spawned the most research interest and subsequent
effort in understanding its wear performance and failure
mechanisms. The discussion attempts to explain the reasons behind
the results. This analysis takes the form of investigating the
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plasma spray process and the wear behavior. Each coating system is
analyzed and conclusions are drawn.

The performance test parameters, creep and contact pressure,
were based on past work by Clayton and Danks.182 These parameters
were an attempt to produce wear in the laboratory that was
observed in the field. In a sense these conditions attempted to
mimic what a material would experience on an actual track. By
using contact pressures of 700 N/mm2 to 1315 N/mm¢ and creep
values of 5% and 35%, the results can be used to predict field
performance and be compared to work done previously on rail steel
wear behavior.

4.2.2 Graphite Powder

Early work with graphite was performed with both graphite
and graphite flake powder on flat coupons, round blanks, and Amsler
rolters. The wide parameter envelopes of failure suggested the
material was inherently difficult, if not impossible, to retain with
the given spray processes.

Flat Coupons

Initial experiments were performed to narrow down the spray
parameters and to observe if graphite could even be retained in the
coating. Flat bars provided an inexpensive substrate for fast
metallographic turnaround. The graphite powder created from lathe
turnings provided an inexpensive source of material, the particle
size of which could be controlled. Commercially available graphite
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powder had been found to be either too fine or too coarse and impure.

Table 3.1 listed the parameters and results for the flat coupon
testing. The coatings were only evaluated optically after being
sectioned and polished. Graphite volume fraction was estimated.
Performance testing was not done, as wear performance evaluation
required the coatings be reproduced on an Amsler specimen.
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This initial experiment of twelve steel coupons indicated gas
parameters had little influence on the retained quantity of graphite.
This was shown in Figures 3.1 through 3.3. These figures represent
graphite retention from 200 slpm N;, with no secondary gas through
270 slpm N, / 100 slpm H», a relatively wide gas envelope. The
reducing atmosphere of the 270 slpm N, /70 slpm H; parameter may
have retained the most graphite. It was thought the higher volume
of hydrogen would slow the oxidation of graphite. The amount of
graphite saved from oxidation was shown however to be marginal, if
any.

The most influential parameter was found to be graphite
injection location into the plume. Injection distance was measured
from the anode nozzie. Several distances were attempted in early
tests because the ideal injection point was unknown. It was
hypothesized graphite injected downstream would increase the
density of graphite particles capable of being retained. In reality
the opposite turned out to be true. When graphite was injected at
large distances, 115 to 165 mm, little or no graphite was retained,
with the retained amount decreasing with distance from the plume.
The overall trend indicated that the most graphite was retained
when the powder was injected nearest the plume, 25 to 65 mm and
at 45 degrees. This is due to the fact that the density of molten
steel particles decreases downstream, reducing graphite capture.
Figure 4.1 illustrates the dispersion of molten particles as distance
from the plume increases.

Graphite by nature is more difficult to spray than metal
powders. When plasma spraying one relies on the particles
impacting the substrate in the molten state so that they adhere and
solidify. Graphite does not melt, but sublimes to form carbon
dioxide or carbon monoxide depending on the plume conditions.
Assuming it does not sublime and does impact the surface, it must
be in the near vicinity of a molten particle to adhere. Figure 4.2 and
4.3 illustrate how ‘graphite particle capture’ is more probable when
injection distance is small. The higher density of molten particles



has a higher probability of capturing free graphite particles. The
injection distances were thus configured to inject graphite
particles directly ahead of the molten steel droplets as they were
ablatively stripped from the wire.

Thus, two mechanisms are proposed in the retention of
graphite. The first is capture of the graphite as it enters the plume
by a molten steel particle, the probability of which is increased by
injecting graphite near the wire. The second is capture of graphite
by a molten particle, aided by the aerodynamic shield, when it is in
the vicinity of the Amsler. roller surface.

The angle of injection was found to be ideal at 45 degrees.
Powder injected at 45 degrees would join the plasma stream and
flow to the substrate, at 90 degrees some powder would escape the
stream. At powder injection distances beyond 65 mm the angle had
no effect. Injection at S0 degrees was avoided because powder had a
higher propensity to escape from the system. This observation
carried over to the subsequent nickel-graphite and cast iron
powders, thus 45° injection became the standard. The powder feed
rate (measured in RPM) was always operated near maximum feed.
Early tests suggested retention of excessive graphite would not be a
factor.

Amsler Rollers

Graphite was retained on flat surfaces but proved to be more
evasive with a curved surface A large quantity of time was spent
changing parameters just to retain graphite in a circular steel
coating. The parameter changes initially focused on injection
distance and location, but later required adjustment of the plasma
flow as it impinged on to the substrate.

The difficulty of spraying graphite was recognized in the flat
coupon tests. The flat coupons revealed graphite could be retained,
but gave no insight to how graphite would effect coating
performance, mainly friction control. It was decided to model the
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desirable microstructure after that of a gray cast iron, that being a
dispersion of graphite in a pearlite and ferrite matrix. Gray cast

iron contains a volume fraction between 20-30% graphite. Amsler
wear tests of gray cast iron rollers show it to be extremely durable
(>10,000 revolutions) at Po= 900 N/mmZ2 and 5% creep. The friction
coefficient remained around 0.10 throughout the test and the wear
rate was very low (10 yg/m/mm). This is an equivalent value to
wheel / rail boundary lubrication with grease.

The sample appeared to form a continuous lubricating graphite
film. If this film was disturbed however, the wear rate would
increase rapidly with complete material degradation in a matter of a
few hundred revolutions. Testing conditions of 35% creep and Po=
900 N/mm? were severe enough to destroy the lubricating graphite
film. The sample would degrade to Type Ill wear in < 500
revolutions and friction () would be > 0.5. If creep remained at
35%, but contact pressure was reduced to Po= 700 N/mm?Z, the film
degraded at an observable rate. Within 3000 revolutions the friction
would climb from 0.10 to 0.3. Beyond that, degradation increased to
Type lll wear and forced test termination.

The performance of gray cast iron illustrates that graphite
film degradation is a direct resuit of loading and creep conditions.
With further analysis it would be possible to find the contact
conditions where the film became unstable. From observation
though, the creep plays a bigger role than the loading conditions in
film degradation. This phenomenon is explained further in the
nickel-graphite / steel coatings discussion.

Samples G1 through G8, shown in Tables 3.2a and b illustrated
early lack of success in retaining graphite. Samples G1 through G8's
performance was inferior to a 1080 steel coating, with interfacial
debonding occurring frequently. The gquestion arises whether the
injection of powder changes plume conditions away from optimum.
The microstructure of a 1080 steel coating with no graphite appears
similar to a 1080 steel coating sprayed without the codeposition of
graphite. This suggests that the addition of graphite and carrier gas
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into the plume has no measurable effect on the steel coating
microstructure.

The gas parameters were varied in the first attempts (G1
through G5) to duplicate the successful microstructures of the flat
coupons. None of these samples had any retained graphite. Further
samples were sprayed at the optimized steel coating parameters of
230 slpm Ny / 30 slpm H; and a working distance of 235 mm. By
holding the gas parameters constant one less variable was
introduced into an already complex system.

The 0.46 friction coefficient of samples G1 through G8 was
reflective of a steel coating without solid lubricant particles. The
value for the coefficient of friction was a significant indicator of
graphite retention.

These early tests utilized graphite powder made in-house from
lathe turnings. Given its failure, a fine (< 25 ym) graphite flake
powder was utilized instead. Spray attempts G4 through G6 proved
the powder to be too fine. During spraying a large cloud of powder
was observed near the entrance of the plume. High velocity and
turbulent flow within the plume made penetration of such a fine,
low density powder difficult. Also, given the small particle size it
may not have been able to form a lubricating film had it been
retained. There is no way to know how graphite particle size would
have affected the formation of a lubricating film, as a range of
retained particle sizes was never achieved. Later tests returned to
the in-house produced graphite powder.

Aerodynamic Shield

The circular geometry of the Amsler rolling/sliding test
samples combined with rotational motion greatly enhanced the
difficulty of retaining graphite. This problem’s solution was
approached from the idea that lamellar flow around the rotating
Amsler roller carried the low density graphite particles away from
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the surface. This phenomenon is illustrated in Figure 4.4. Breaking
up the lamellar flow might lead to greater graphite retention.

The rotational motion was believed to play a small role
compared with the circular geometry. A simple metaliographic test
was devised to confirm this idea. Normal rotation speed is 200 RPM
when spraying Amsler rollers. A metallographic bfank was sprayed
at a rotation speed of 0, 36, and 110 RPM. No graphite was present
in any of the samples, thus confirming that rotation speed played
little, if any role in the lack of retention of graphite. This left
roller geometry and aerodynamic flows as the explanation.

A shield could break up the lamellar flow created by the
plasma jet, thereby disrupting the plasma / particle flow. The
fixture could force particles that would otherwise flow around the
Amsler roller to stagnate. If plume gases, and subsequently
particles stagnated immediately in front of the Amsler sample,
graphite may remain in the vicinity and be captured by an incoming
molten steel particle. In theory this shield would increase the
density of graphite capable of being captured. Two shields were
created in an attempt to realize graphite retention.

The first iteration failed to aid the retention of graphite.
Adeguate cooling was difficult because of the half moon shield
geometry, which was illustrated in Figure 2.9. The positions of the
coaling jets may have exacerbated the loss of graphite from the
system by impinging on the area graphite was to be captured. The
shield may not have been able to create the correct plume
stagnation. This shield did not have a satisfactory cooling system
nor did it allow any of the plasma jet to flow around the Amsler
rofler. The entire plume energy was absorbed by the shield, causing
accelerated overheating of both the shield and Amsler rollers.

The second shield iteration, illustrated in Figure 2.10, used
back side cooling built into the shield. This shield as closely
approximated a flat surface as possible given the system
constraints. The plume appeared to stagnate upon impact of the
shield. The target height, being the area between the shield slits,
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was less than half an inch. The circumference of the roller was 6x
larger than the half inch slit, thus only a fraction of the total flux
was reaching the roller surface.

The plasma plume increases in diameter as a function of
distance from the anode. The density of molten steel and graphite
particles decreases also, as illustrated in Figure 4.1. This
phenomenon is indicative of the plasma system and can not be
altered easily. Thus, the density of particles penetrating the slits
in the shield and impacting the Amsler roller is as low as 10% of the
original flux injected into the plume.

Table 3.3a and b summarize the performance of the coatings
made with the aerodynamic shields. Only one sample had evidence of
retained graphite. The other samples behaved as a 1080 steel
coating without added solid lubricant material. Sample G12 retained
graphite sufficient enough to reduce friction. The amount was less
than 5%, with a friction coefficient of y= 0.30 being attained. This
performance was inferior to plain gray cast iron. Sample G12 was
tested at mild loading conditions to avoid destroying it. Observation
of the surface during wear testing suggested a surface film. The
wear track topography did not display the same break-in that is
observed with non-graphite containing coatings. With 1080 steel
coatings the rough as-coated surface would grow smooth during the
first 100 revolutions. Sampie G12’s surface retained the as-sprayed
appearance. This suggested the coating was not degrading at the
same rate a 1080 steel coating does. Not until 8000 revolutions did
the coatings topography resemble that of a 1080 steel coating.

Samples G13 and G14 were attempts to repeat G12. The exact
procedure was followed, with no retained graphite being the result.
The samples were wear tested and observed metallographically. It
became obvious how the samples would perform when the
microstructure was observed. Samples G15 and G16 were attempts
which mimicked G12 except for the shield. Sample G16 achieved
equivalent graphite retention of G12, but without utilizing the
shield during coating deposition. The volume fraction was again less



than 5%. The performance of both G12 and G16 were equivalent,
with p=0.3, and durability exceeding 10,000 revolutions. These
results strongly suggest that retention of graphite was a random
occurrence, with the nature of the system being to complex too
predict or understand completely. The other samples in GS through
G19 contained no appreciable graphite. Further attempts were made
in an effort to repeat the two somewhat successful samples, but
were not successful.

The performance of both G12 and G16 was indicative by a
graphite film which formed on the surface. The film only required a
small amount of graphite to form, but was fragile and was destroyed
when contact conditions became too severe. The lubricating film
was first observed when testing gray cast iron Amsler rollers. The
nickel-graphite / steel coatings offered a better means of
observation of this graphite film.

Dual 1080 Wires

The failure of the shield to provide predictable results
prompted the experimentation of two wire deposition. The shields
attempted to increase the graphite / molten steel particle
interaction. Spraying two wires was an attempt to increase the
density of molten steel particles in the plume and thereby increase
the chances of capturing solid graphite particles. Table 3.4b
summarizes the results. Again, no appreciable graphite was
retained, as shown by metallography, yielding no friction reduction.

The two wires increased the density of molten particles
within the plume. It was postulated the higher particle density
would increase the probability of solid graphite particles being
intercepted and incorporated into the coating. This seemed plausible
as with the inception of two wire spraying came little increase in
the plume size. The diameter of the particle flux was nearly
equivalent to the flux of a singie wire when it reached the target.
The diameter increased by roughly 15%, as determined by eye. This
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would equate to an increased particle density of 1.5 times over
spraying with a single steel wire, assuming 100% melt off
efficiency.

During the deposition of any coating the goal was to have a
high density of ideal particles in the plume center. Gas parameters
were adjusted in early steel coating work to create the maximum
number of small ideal particles for a given working distance.
Analysis of single splats allowed for determination of ideal
particles.3 This assured that the area the plume was traversing over
was being impacted by the optimum particle density.

A schematic of two wires reacting in the plasma plume is
shown in Figure 4.5. Adding a second wire to the turbulent plasma
plume created a new variable. Although the particle flux did not
increase appreciably, there was definite interaction between the
wires. The wire nearest the anode created a bow wave shock in the
plume gases as molten metal was stripped off by ablative
melting.164 The molten flux down stream was redirected by bow
shock and resulting flow turbulence. When the wires were within 6
to 12 mm of each other their interaction redirected the downstream
wire’s particle flux. Figure 4.6 illustrates the redirection of molten
particles when the downstream wire was brought too close to the
upstream wire. The redirected flux would diverge 40-70 mm from
the downstream (235 mm) target. The target or Amsler roller was
only being impacted by particles from the first wire. The second
wires contribution was < 25%, with mostly large, non-idealized
particles reaching the target. The redirection became more
significant the closer the two wires came to each other. When the
second wire was 13 mm or more down stream the interaction
became minimal. The particle spread was still roughly 30% larger
than for a single steel wire. The study of interacting wires clearly
IS not a trivial matter. Further explanation and analysis are given in
the copper wire / 1080 steel discussion section.

G20 through G23 were coated at idealized two wire conditions,
yet still did not retain any appreciable graphite. The shield had no
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effect on retaining graphite. The deposition efficiency when

creating these coatings indicated only 60% traverse time was
necessary. This does not help in understanding the lack of graphite
retention but is a positive note to the success of two wire spraying,
which is uncharted territory. The wear tests of these samples

yielded equivalent performance to the single wire steel coatings
which did not contain graphite (G1 through G19). The microstructure
confirmed the lack of retained graphite, but otherwise appeared as
the other non graphite containing steel coatings. The oxide volume
fraction and porosity appeared to be unaffected.

Synopsis

Dozens of Amsler samples and flat steel coupons were sprayed
with 1080 steel and graphite powder, but only two contained any
appreciable graphite. This lack of success suggested a material
modification was necessary as opposed to further parameter
modification. The series of rollers gave understanding to the
difficulty of spraying materials which do not melt. This could be
applied to a thermal spray system with inadequate temperature to
melt its particles, (I.E. HVOF spraying refractories). These tests
allowed study of twin wire spraying, which was used in the copper
wire / 1080 steel coating production. The low reliability of this
system forced the search for alternate graphite sources. These
included cast iron powder and a nickel-coated graphite powder.
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Wee Feed

Figure 4.5. Schematic drawing of the plasma plume showing
the bow wave shocks with two, diametrically opposed,
offset wire feeds into a supersonic flow.138 The
offset distance is large enough to avoid molten
particle interaction.
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Figure 4.6.

Schematic drawing of the plasma plume showing

the bow wave shocks with two, diametrically opposed,
offset wire feeds into a supersonic flow.'36 The
offset distance is too small causing molten

particle interaction. Particles from the downstream
wire are redirected away from plume center by the
bow shock of the upstream wire.
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4.2.3 Nickel-Coated Graphite
Introduction

The retention of graphite in the 1080 coating was made
possible by the use of a metal encapsulated graphite powder. The
nickel-coated graphite (also referred to as nickel-graphite) provided
consistent results and significant improvement over the solid
graphite powder in terms of sprayability. This was shown by
metallography and performance results. The spray process became
predictable as opposed to the chance meeting of solid graphite and
molten steel. The quantity of retained graphite could be adjusted by
simply varying the powder feeder parameters. The reason why the
nickel coated graphite worked, how it worked, and its limitations is
discussed in detail.

Metal encapsulation of the graphite particles allowed the once
solid, unmeitable particle to become softened and plastically
deformable. The nickel shell comprised only a small fraction of the
total particle volume but was enough to simulate a fully molten
particle. This particle would adhere to the substrate in the same
manner as the 1080 steel particles. The morphology of both nickel-
coated graphite and graphite particles were similar, both being
random shapes that ranged from spherical to cylindrical. Figure 2.1
illustrates the nickel-coated graphite’s morphology. Since only one
type of each powder was used (graphite or nickel-graphite) no
conclusions can be drawn as to the effect of shape in coating
deposition.

Nickel-graphite powder allowed the guantity of retained
graphite to be controlled through by its generally predictable
deposition. Graphite was now retainable in small or large
quantities. The efficiency of graphite deposition was excellent. To
retain only small volume fractions (< 5%) it was necessary to use a
low feed wheel in the powder feeder. With the high and low feed



281

wheels, the deposition of graphite from 1% to over 30% was
possible.

Microstructural Characterization.

A specific metallographic preparation technique was developed
for the nickel-graphite containing coatings, as prior plain graphite
coatings were unsuccessful in retaining graphite. Particle pullout
during polishing was evident in the early samples. This was caused
by hydrodynamic forces (in polishing) acting upon the brittle
graphite particles. It was necessary to overcome this problem
because a pulled out particle could be mistaken as a porosity and
make quantification less accurate. The actual polishing technique is
outlined in the experimental section. This was modeled after the
technique used for polishing graphitic and spherical cast iron.176

The optical microscope and image analyzer provided the
quickest information about the coating. Since a witness sample was
spray coated along side the Amsler rollers a metallographic record
was available for all coatings. Analysis of the coatings through
image analysis allowed for the quantity of retained graphite to be
correlated with its wear performance.

The image analyzer was used exclusively with the nickel-
graphite coatings as the plain graphite coatings did not contain any
appreciable graphite. The thicker coatings (1 mm) were easier to
quantify than the thin 0.5 mm coatings. The area which contained
graphite was physically larger and could be easily defined with
image analysis equipment. The 0.25 mm coatings were too thin to be
accurately quantified by image analysis. As a result their nickel-
graphite volume fraction was estimated by comparison to the known
quantities of the 0.5 mm and 1 mm coatings

Samples G28 through G33 contained nickel-graphite dispersed
throughout their matrix, the other samples G34 through G54 only
contained nickel-graphite in the top 30% of the coating. The
photomicrographs in Figure 3.10 illustrate this dispersion. Figures
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3.13 through 3.15 illustrate how nickel-graphite dispersion was
contained in only the top 30% of the coating. The area which was
measured for nickel-graphite could thus only include the top 30%, if
an accurate measurement was to be taken. This forced the operator
to adjust the image to contain a field within the top 30% off the
sample. If half the field was in a nickel-graphite / steel area and
the other half in the 1080 steel underlayer the results would be
skewed. Thus, the field was not purely random but positioned for
each measurement.

It can be argued though, that the initial transverse cross
sectioning of the sample was random. Increasing the random
sampling was accomplished by reducing the measurement field size
(half the TV screen area as opposed to the entire screen) and
increasing the number of fields measured. Thirty fields were used
for the 1 mm coatings, but sixty were used for the 0.5 mm coatings.
The reported values of graphite volume fraction are averages. In
some cases the standard deviation was 75% of the average value.
The range was very broad, which indicates graphite’s dispersion is
not wholly homogeneous. The image analysis results at best
describe a trend and give a range of retained second phase lubricant
particles.

Wear Behavior of Nickel-Graphite

It was observed the graphite particles would form a protective
film over the entire coating. The film was not resolvable optically.
The best visual clue as to the films existence was the surface
texture of the sprayed roller. During the entire wear test the
coating surface did not degrade as observed with 1080 steel
coatings. The nickel-graphite / steel coating's surface instead
remained smooth and virtually unchanged. The thickness of this film
was not easily measured. The film did not appear to transfer to the
bottom roller.



283

Energy dispersive spectroscopy (EDS) confirmed the presence
of a graphite film on the coated top roller. This confirmation was
made Dy measuring carbon characteristic x-rays being emitted from
the surface. The amount of carbon was not determined, only that it
existed. The peak intensity varied depending on if the spot was
placed near a graphite particle. The bottom roller showed no
evidence of residual carbon. |If carbon was present, the amount was
below detection level. The reason why the film did not transfer is
unknown. One idea though is that the graphite had oriented itself on
the coated roller's surface. Contact with the smooth wheel roller
gave it no opportunity to transfer appreciably (i.e. no significant
asperities to latch onto).

The graphite film was very fickle regarding testing conditions.
If the film was disturbed by either a rough surface or increased
surface speed it degraded rapidly and did not control friction. The
increase in surface speed may have increased the vibration between
the two roller surfaces. The graphite must form an oriented film
parallel to the wear surface to act as a lubricant. It is speculated
the graphite particles were unable to align themselves when testing
conditions were not ideal. A rough bottom roller would contain
relatively large peaks and valleys, which could abrade away any
oriented film which formed on the top roller. If the coating had a
very large volume of graphite it is possible the valleys would
become filled with graphite debris, thereby simulating a smooth
surface. The amount of graphite in the coated rollers was not
adeqguate to fill these valleys. When the surface speed was
increased it is believed the graphite film was worn away by
opposing asperities before it could build up a lubricating film. At
normal 200 RPM operation a 35 mm Amsler roller has a surface
speed of 0.37 m/s. This value is doubled to 0.74 m/s when the
Amsler roller is revolved at 400 RPM. A rotation speed in-between
may give more information as to the effect of surface speed on
graphite lubricity. The rotation speed however is constrained by the
Amsler machine which has only two rotation modes.



284

The lubricity of the graphite reduced the wear rate to less
than 20 pg/m/mm when measured. This rate was almost too small
to measure. To determine wear rate the weight loss of the coated
rolfer is plotted against the number of revolutions. Using a linear
regression, the average slope is caiculated. From this slops the
wear rate is determined. Wear rate is defined in units of pg/m/mm,
which equates to pg of material lost per meter rolled per mm of
contact width. The value can be normalized as all Amsler samples
had a 5 mm contact width. Nearly all tests (including the copper and
polymer systems) were run uninterrupted. Thus, the data regarding
wear rate are incomplete, but were calculated to determine a trend.
Calculating a characteristic wear rate is useful to compare work
with uncoated rail steels and 1080 steel coatings. Some uncoated
rail steels have wear rates in the thousands (pg/m/mm}. 1080 steel
coatings had wear rates ranging from 200 to 800 pg/m/mm.3 With
typical wear rates less than 20 pug/m/mm for the nickel-graphite
and polymer systems the success of adequate lubrication is realized.

Wear Mechanisms

The actual wear rate of graphite coatings was very small.
Virtually all of the weight loss came from edge effects or wear
track particle removal. The thin coatings (0.25-0.5 mm) tended to
resist edge effects but were vulnerable to wear track particle
removal. The opposite was true for the thicker (1 mm.) coatings.
Both failure mechanism were present though on all samples.

Edge eHects were first defined and are explained in detail by
McMurchie.® Edge effects involve loss of coating in an area other
than the wear track. During an Amsler wear test the bottom roller
(6 mm wide) wears into the coated top rolier (> 5 mm wide); the
result allows unsupported coating to be put under load. An
unsupported coating is that which resides beyond the 5 mm wide
substrate. When an Amsler roller is sprayed, coating is built up
beyond the 5 mm width. This material which resides beyond the 5
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mm has no substrate for support. Thus, it can crack off when put
under load during a wear test. This is very probable because the two
rollers may not align perfectly.

Figure 4.7 illustrates the mating conditions of two Amsler
roliers. This figure illustrates the overspray of the steel coating
and how the corner of the Amsler roller can act as a stress
concentration point. When particles crack off of the edge during a
wear test it is possible to take pieces of the wear track coating
with them. This greatly weakens the integrity of the remaining
coating. When numerous edge particles have been removed the
coating is vulnerable to debonding. Figure 4.8a illustrates a large
removed particle from the wear track during testing of Sample G36
#1. The test was terminated aiter only 2830 revolutions due to
severe edge effects. Figure 4.8b is the same sample (G36) showing a
crack at the edge of the coating, which if tested further would have
been removed.

The top hat profile of an Amsler roller and the nature of the
Amsler wear test is believed to be the cause for the edge effect
phenomenon. Edge effects leading to debonding occur in 1 mm thick
coatings primarily. In thinner coatings the amount of unsupported
coating material is less, thus having less effect on the wear track
integrity when removed.

Wear track particle removal (WTPR) was observed primarily in
the thin coatings (< 0.5 mm.). It is speculated and somewhat
observed that as the coating wears, subsurface cracks propagate
from one graphite particle to other graphite particles. This forms a
network of cracks which upon reaching critical size cause the
particle to be pulled out by the contact forces between the two
rollers. This mode of degradation is similar to the delamination
wear mechanism defined by Suh.33 |n Suh's model subsurface voids
are created, which coalesce and form a wear sheet which is removed
by contact forces.

It is speculated that in the nickel-graphite / steel coatings
cracks propagate between graphite particles. The cracks are formed
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at the subsurface and propagate into a network. When the network
reaches critical size a large wear “sheet” is removed. The removed
particles are large because graphite particles form a coarse
dispersion in the matrix. By comparison a metal would be relatively
homogenous with wear particles forming in much smaller areas. The
wear particles caught in the contact zone caused a marginal
increase in friction. The friction coefficient (u) never exceeded 0.2
untit a significant quantity of wear particles had been removed from
the coating surface.

The mechanism of wear track particie removal was
investigated using the SEM. Secondary electron (SE) imaging
revealed the topography of the pulled out particle. Back scattered
eleciron (BSE) imaging revealed compositional variations within the
coating. Figures 4.9 and 4.10 are SEM photographs illustrating the
difference in appearance of a removed particle using SE and BSE
imaging. These images were taken from different samples and show
the range of size and shape of the removed particles. The removed
particle size generally ranges from 50 to 600 um. In both BSE and
SE imaging dark areas identify graphite particles. The contrast
though, is much greater in BSE imaging mode because the subsurface
average atomic number (Z) is identified, as opposed to only the
surface topography. EDS was performed to confirm the dark areas
were in fact graphite (carbon) concentrations. These images help
support the hypothesis that nickel-graphite particles form a
network of cracks resulting in the removal of the coating material.

The coatings with larger volume fractions of graphite had a
higher incidence of wear track particle removal. The progression of
decay though was similar for all graphite coatings. Figure 4.11 is a
macrograph of sample G48 (10% graphite) after testing 10K
revolutions. Removed particle craters encompass over 15% of the
coating's surface. These craters coupled with wear debris caused
the friction coefficient to rise to only 0.17. The coatings generally
did not show signs of severe wear until wear track removed
particles covered 30% or more of the coatings’ surface. Figure 4.12a
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and b illustrate how graphite volume fraction effected the rate of
wear track particles being removed. Figure 4.11a illustrates sampie
G46 #5 (6% graphite) after testing for 5,000 revolutions. Figure
4.11b illustrates sample G41 #2 (12% graphite) also after 5,000
revolutions. The surface degradation was much greater for sample
G41, with a conservative estimate being 2-3 times as great. This
sample had a shorter wear life and experienced an increase in
friction earlier in the test. These figures suggest that a large
volume fraction of nickel-graphite is not beneficial. [f sufficient
graphite is present to form and maintain a lubricating film, then any
extra only accelerates coating degradation. It is noted however,
that the scatter between wear tests make it difficult to quantify
the effect of graphite volume % on durability.

Generally, when a coating reaches the state illustrated in
Figure 4.11b it will debond or the friction coefficient will rise at an
accelerated rate causing rapid wear. Coatings with graphite volume
fractions between 5 and 10% tended to have the best performance.
Beyond 10% the coating degradation was noticeably accelerated.
With increased wear came increased wear debris. Some of this
debris became trapped in the contact zone. It appeared the guantity
of wear debris was a function of nickel-graphite volume fraction. It
is not known however, if this increase in debris had a significant
eftect on the coating’s degradation.

The Amsler test is a good example of the limitations of a
closed system. In an open system, such as wheel rolling over rail,
fresh wheel material would constantly be contacting the coating. A
large accumulation of wear debris would not occur. The question
then becomes could a graphite film be formed on the new surface,
and would this film be able to act as a protective lubricant.

Initial Work

The early 1080 steel and nickel-graphite coatings (G25 - G27)
were considered successful despite the poor wear performance.
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Graphite was retained in quantities of 10% to 24%, and the friction
coefficient was reduced to 0.16 in one test. Graphite was trapped at
the interface during spraying, which weakens the coating /
substrate bond. These particles are illustrated in Figure 3.7b. The
demise of these thick coatings (>1 mm ), was primarily from edge
effects which lead to debonding.

Edge effects coupled with an unoptimized spray procedure,
explain why the performance was poor. These coatings were created
when the surface preparation procedures were still being perfected.
These coatings having such a large volume of graphite overall
(dispersed throughout the entire 1 mm. coating) were weakened
against debonding. If the maximum shear stress resided at the
interface or within the coating, as postulated, then the network of
graphite particles would be subjected to large shear forces. The
brittle nature of graphite would preclude any fracture resistance,
thus cracks would propagate readily throughout the matrix. This
phenomenon would be similar to the formation of and removal of
wear track particies. These coatings were a good beginning to prove
the nickel graphite / steel system had friction reduction potential.

1 mm Coatings

G28 through G383 coatings were produced initially assuming
that the wear rate of the coating would require a reservoir of fresh
lubricant. They were nominally 0.8 - 1.0 mm in thickness, and
contained graphite throughout their structure, except near the
interface. The wear rate of these graphite coatings was two orders
of magnitude below the 1080 steel coatings. These thick coatings
had relatively poor performance due to edge effects. The friction
coefficient remained at 0.14 for all tests until excessive wear
debris became trapped in the contact zone.

G32 and G833 had very large volume fractions of graphite as
indicated in Table 3.6a. Edge effects appeared to worsen with
increasing graphite volume fraction. Despite this, the coatings
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illustrated good durability. This suggests that edge effects do not
hinder coating performance unless they cause debonding.

The edge effects observed in thick graphite coatings were
much worse than those of a 1080 steel coating. Failure generally
occurred as a result of edge effects causing debonding. When
possible, the test would be terminated to preserve the coating (for
subsequent analysis) when severe edge effects were observed. The
wear rate of nickel-graphite / steel coatings was inherently low,
with most of the coating remaining unaffected during the wear test.
Thus, graphite which was dispersed within the coating was had no
effect on friction reduction. This graphite did however, weaken the
structural integrity of the steel matrix. These ‘extra’ graphite
particles increased the number of crack initiation sites. This
prompted further experiments to include graphite only near the
surface.

1 mm Coatings Part i

Samples G34 through G37 were also 0.8-1.0 mm thick, but the
retained graphite was only contained in the top 0.3 mm of the
coating. The performance was better than the comparable G28
through G31. Referring to Tables 3.7a and b, the most durable
coatings were G34 and G35. These coatings had the lowest volume
fractions of graphite. This further supports the hypothesis that only
a small fraction of graphite is needed to form a lubricating film,
with an increasing amount acting to degrade coating integrity.

Edge effects were present but were less severe than in
samples G28 through G31. The test lives were conservative as wear
testing was sometimes terminated due to a high volume of edge
effects. When tested at higher contact pressure (Po= 1315 N/mm?2
instead of Po= 1220 N/mm2) one sample (G35 ) could not form a
protective film and illustrated a steel coating friction value of 0.46.
it was observed that coatings which did not have a low initial
friction (0.14-0.16) would not exhibit a low wear rate nor would
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their friction value drop as the test progressed. These coatings
would have a nominal friction value of 0.35 to 0.46.

The reason why a lubricating graphite film can not form later
in a test is unclear. One reason may be that the bottom roller, once
roughened by the abrasive as-sprayed coating surface, can not
reclaim the smooth surface necessary to form a protective film.
Sample G37 was also tested at Po,= 1315 N/mm2, but showed friction
reduction with a decreased durability. This sample had a higher
graphite volume fraction (12% as opposed to 8%) which may have
enhanced its ability to form a lubricating film. The higher loads,
though, accelerated the edge effects, explaining the shorter test
life. The behavior of sample G35 is very important in predicting how
these coatings may react in the field where a smooth counterface
can not be relied upon nor expected. |f the coatings are to be
practical they will need to be less sensitive to their wear
environment.

0.5 mm Coatings

Samples G38 through G41 were nominally 0.4-0.6 mm thick and
contained graphite in the top 0.2 mm of the coating. These coatings
had excellent durability compared with the previous two sets. Edge
effects were not a significant factor. Table 3.8a and b illustrated
the results. Samples G38 and G39 had excellent durability, being the
top performers of ALL graphite coatings. These samples had
graphite volume fractions less than 10%. The same good endurance /
low graphite volume trend was shown in the previous set with
samples G34 and G35. The top performing G39 failed to reduce
friction when the wear test speed was increased from 200 rpm to
400 rpm. The increased surface speed from 0.37 m/s to 0.74 m/s
was enough to prevent an adequate lubricating film from being
formed.

The failure mechanism for the 0.5 mm coatings was chiefly
wear track particle removal, and followed the pattern explained
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earlier. Sample G38's test was ended early due to loss of wear
track particles. Sample G40 had a measured wear rate of only 5
wg/m/mm prior to debonding. This low wear rate was typical for
the thin coatings. When the coating did debond the entire coating
was not removed, with 25-30% remaining intact. The debonding
occurred at both the interface and within the coating structure.
This suggests multiple mechanisms of failure.

The failure of debonding between layers is again a result of
cracks propagating between graphite particles. This behavior was
illustrated clearly in Figures 3.11a and b. The crack propagation
mechanism probably played a role in all graphite coating debondings.
The interfacial debonding is less understood and could have been the
product of inadequate surface preparation or large subsurface shear
forces. The interface is inherently a weak point because only
mechanical bonding exists. Within the coating structure the molten
particles form some metallurgical bonding. The brittie nature of
graphite though overshadows any benefit, yielding interlamellar
cracking and failure. The decreased incidence of edge effects and
debonding in the 0.5 mm coatings suggested thinner coatings may
further reduce debonding or possibly eliminate it.

0.25 mm Coatings

Samples G50 through G53 were nominally 0.2 - 0.3 mm thick
coatings. Tables 3.9b illustrated the performance. These coatings
were similar to the 0.5 mm coatings as to their degradation and
failure modes. These coatings experienced wear track particle
removal but had a lower incidence of debonding. The 0.25 mm
coatings appear to be more resistant to debonding for the same
reason the 0.5 mm were better than the 1 mm coatings- reduced
edge effects and a possible shift of maximum shear stresses away
from the interface. Unfortunately, the calculation of where the
maximum shear stress occurs and the stress profile are non-trivial
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problems. This is due to the composite nature of the coating and
hence the elastic modulus (E), is unknown.

The friction coefficient in the 0.25 mm coatings would rise as
the test progressed. This is why the friction coefficient is slightly
larger for these samples in the result tables. In the 0.5 mm coatings
u remained fairly constant, with a significant increase only
occurring near test end. Particles trapped in the contact zone
appeared to have a greater effect on the increase in friction for the
0.25 mm coatings compared to the 0.5 mm coatings. The reduced
quantity of available graphite may have been a factor. The volume
fractions were similar in the graphite / steel zone as in the thicker
coatings, but this zone was only 100 um thick. The small area of
graphite concentration increased the rate of wear track particle
development.

It is believed that the wear track, once particles were
removed, had no appreciable underlying graphite to help restore the
lubricating film. The coating therefore needed a graphite reservoir,
just not in the amounts seen in the 1 mm coatings. The reduced
incident of debonding combined with the good performance made this
coating very successful. The coating’s degradation was only mildly
effected by the lack of a graphite reservoir. In addition, the reduced
incident of debonding helped understand the nature of how thickness
effects performance on a generic level. It is noted the debonding
problem also encompasses substrate geometry and surface
preparation which have no relation to the nature of graphite
coatings. Overall, the 0.25 mm coatings had good performance, with
respect to durability and degradation behavior, outperforming the 1
mm coatings, and a close second to the 0.5 mm coatings.

Low Volume Coatings
A low feed wheel was required for coatings with < 6% graphite

to be produced. The retention of sprayed nickel-graphite was very
efficient. The volume fractions listed in Table 3.10a are
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approximations. These coatings had about 1 to 6% nickel-graphite
and illustrate that a critical amount of graphite was necessary to
form a protective film. The required volume fraction appears to be
5%, but may be lower if very low contact pressures (900 N/mm?2) are
used.

The friction reduction for this set was poor with frequent
debonding. These samples were made using recycled rollers. This
being a rolier which was previously coated, tested, and having the
tested coating machined off. The surface, even after grit blasting
was probably not the same as a new amsler roller. Recycling though,
only explains the reasoning behind the increased debonding frequency
and plays no role in the retention of graphite. The friction reduction
was a simple function of retained graphite. All of the samples had
sufficient durability to form a lubricating film, it that was possible.
None of the samples debonded immediately upon loading and testing.
These samples were much like the graphite samples G12 and G186,
except a friction value of 0.3 was not considered successful. Tests
which did not yield p < 0.2 were generally terminated within 3000
revolutions. These coatings were not expected to perform as well as
the other (> 6% nickel-graphite) coatings. They did illustrate the
threshold of nickel-graphite necessary to form a lubricating film-
making them successful.

Repeatability

Coatings which had good durability were reproduced to verify
repeatable results. The best performing coatings were G38-G40
which were 0.5 mm thick, with 5-10% nickel-graphite. These
samples had consistent durability greater than 11,000 revolutions.
The coatings had achieved the balance of sufficient graphite to form
a durable lubricating film without compromising the coating
integrity.

Table 3.11a and b summarize the results of these repeat tests.
Repeat samples of G38 (G46) were tested seven times because G38
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had the highest overall durability (16,940 revs.) of any graphite /
steel coating. Within these tests the condition of the bottom roller
was changed or the surface speed was increased. The test
sensitivity of nickel-graphite / steel coatings was reaffirmed.
These repeat tests also confirmed that the excellent performance
was not an aberration but was consistent. Repeat samples of G39
and G40 (G47, G48) also confirmed the good durability of this series.
The number of tests was reduced to three each because the wear
behavior was well documented in tests G46 #1 through #7. [If field
testing of nickel-graphite / steel coatings was to be done, G46
(G38) would be the first recommendation.

Synopsis

The nickel-coated graphite containing coatings were very
successful in showing that a graphite / steel system could be
produced which both reduced friction and provided good durability.
The friction reduction was present provided graphite volume
fraction was greater than 5%. This amount of graphite appeared to
be sufficient to form a lubricating film. This was a rough value
though, and was a function of loading conditions. When graphite
reached approximately 10%, the loading conditions had less of an
effect on graphite's ability to form a lubricating film. The condition
of the mating surface, i.e. bottom roller was critical, though, for all
nickel-graphite / steel coatings.

Even the best performing samples (G38 -G41) and those with
farge volume fractions of graphite (G32 and G33) could not perform
well if the bottom roller was roughened, had an increased surface
speed, or had a very high slip ratio (creep= 35%). The coatings
excelled when slip was lower (creep= 5%) and a smooth, machined
bottom roller was used. Edge effects were the predominant failure
maode of the 1 mm coatings, while wear track particle removal
dominated the failure of the 0.5 and 0.25 mm coatings. Overall this
series far excelled the graphite powder / steel coatings.
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Figure 4.7. Schematic drawing of two mated Amsler rollers.177

a) overview showing coating overspray beyond 5 mm
contact width. b) Enlarged area illustrating corner as
a stress concentration point from which cracks can
emanate.
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(b) 10x

Figure 4.8. Photographs of nickel-graphite / steel coatings
showing edge effects. Sample G36 (10% Ni-graphite)
Test= 2830 revs. at P,=1220 N/mm?2 and 5% creep.
a) Large removed particle which encroaches onto wear
track. b) Crack in coating which would soon be
removed had testing continued,
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Figure 4.9. SEM photographs illustrating removed wear track
particle. Sample G46 (Ni-graphite= 6%). Test= 7170
revs. at Po=1220 N/mm? and 5% creep. a) SE imaging
showing surface topography. b) BSE imaging showing
concentration (dark areas) of graphite in the area of
the removed particle.
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(b)) 200x

Figure 4.10.  SEM photographs illustrating removed wear track
particle. Sample G48 (Ni-graphite= 10%) Test= 12000
revs, at Po=1220 N/mm? and 5% creep. a) SE imaging
showing surface topography. b) BSE imaging showing
concentration (dark areas) of graphite in the area of
the removed particle.
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(b) 15x

Figure 4.11.  Photographs illustrating removed wear track
particles. Sample G48 (Ni-graphite= 10%). after 10k
revs. at Po=1220 N/mm? and 5% creep. a) Overview of
surface. b) Close-up showing density of removed
particles (approximately 15%).
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Figure 4.12.  Photographs illustrating effect of graphite volume
fraction on rate of wear track particle removal.
a) Sample G46 (Ni-graphite= 6%). b) Sample G41 (Ni-
graphite= 12%). Both samples tested 5000 revolutions
at Po=1220 N/mm? and 5% creep.



4.2.4 Cast Iron Powder

The work with cast iron as a source of graphite was attempted
in light of the failure of the graphite powder. With 20-30% free
graphite contained in a gray cast iron, it was felt as a powder it
might act as a carrier of the solid-unmeltable graphite. The
discussion is presented as observations of the spray process and the
subsequent performance results

The gray iron powder was produced in-house from lathe
turnings. The lathe spindle speed and cutter feed speed were
adjusted to vield the smallest chips in the shortest amount of time.
Smaller chip size was possible, but was time prohibitive. The
coarse chips were resistant to fracture during ball milling. It was
thought that the graphite flakes would act as crack initiation sites
within the cast iron chips allowing them to be easily reduced in
size. Instead the soft pearlite matrix deformed leaving free
graphite powder in the mix. A hydraulic press compressed the chips
with 10 ksi. The compression only deformed the chips and packed
them tightly together; the mean chip size did not change. No process
was discovered which could efficiently reduce the size of the cast
iron chips. The upper size limit of the powder feeder was 900 ym.
The as-turned chips were on the order of 1-3 mm, making them too
targe to feed. This method of powder production was thus
abandoned.

A suitable cast iron powder was located commercially. Though
it was a convenient size to feed and plasma spray it oxidized in the
plume. The powder appeared as a bright orange cascade in the
plasma plume. This suggested that a large volume of material was
being lost to reaction with air entrained in the plume. The lack of
evidence in the coating of any retained powder proved very little
powder was incorporated. The powder feeder was set to deliver as
high of volume of powder as possible, but this only resulted in a
brighter and larger cascade within the plume. When the powder was
injected farther down stream there was still no retention. It was
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thought if the powder spent less time in the plasma plume, less
would be lost to oxidation. Subsequently, a larger quantity of cast
iron powder could be retained in the coating. When the 1080 steel
wire was sprayed a certain amount oxidized, this oxidation would

limit the free oxygen to react with the cast iron powder. Two steel
wires should further limit the free oxygen. Sample G58 was sprayed
with two steel wires and maximum powder flow, yet there was no
powder retention. It became obvious that cast iron powder could not
be sprayed in atmospheric conditions if any significant powder was
to be retained in the 1080 steel coating.

The wear tests results and metallographic results concluded
the cast iron was not a viable alternative. No retained graphite
existed and there was no evidence any cast iron powder had been
incorporated. Early termination of wear tests saved time when the
coating had no friction reduction potential. Wear rate was not
measured because initially friction reduction was the only result of
interest. The conclusions of this work prompted the use of nickel-
coated graphite powder as the last alternative to achieve graphite
retention.



4.3 Copper / 1080 Steel Coatings

Copper and 1080 steel were combined to form a composite
coating. Copper was to act as a second phase lubricant, much like
graphite, in a wear resistant steel matrix. Copper, a soft metal,
was investigated as a solid lubricant because of its low shear
strength and high ductility. Several copper / steel coatings were
produced, with retained copper volume fraction being the primary
variable. Coating microstructure and wear behavior is discussed.
Copper (wire or powder feedstocks) and steel coatings had unigue
wear and friction characteristics. The limitations and nature of
copper as a plasma sprayable material is presented, as well as ideas
as to why the coatings behaved as they did.

4.3.1 Copper Wire

Copper wire when cosprayed with 1080 steel consistently
produced coatings with a wide range of copper (20%-80%). The wire
feedstock was evaluated in the form of flat coupons and circular
Amsler wear specimens. The wire presented unigue problems in the
centrol of deposition, mainly too large of a copper volume % was
contained in the steel coating. The copper became the primary
constituent which compromised coating integrity. Rigorous
parameter adjustment was necessary to reduce copper volume and
produce a durable copper / steel.

Parameter Effects

Several spray parameters were investigated during the course
of copper / steel coating evaluation. Wire feed rate was the first
parameter anzlyzed. It was observed that only one ‘ideal’ feed rate
was possible for a given material injection distance. ‘Ideal’ was
defined as the feed rate which enabled copper wire to melt off as it
reached the center of the plume. This feed rate was determined by
adjustment of feed to yield a particle fiux along the plasma jet axis.
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If the wire feed rate was too slow than the wire melted off at
the edge of the plume or was ‘skimmed’ off. The result was a highly
localized, heterogeneous copper density on the substrate. This
skimming effect was less significant on the moving Amsler roller.
This is because the target substrate is only 5 mm wide, unlike the
flat coupon of 75 mm. This difference in width exaggerated the
effect. Also, the movement of the Amsler roller at 200 RPM allowed
a broader dispersion of incoming particles, as the plume would not
strike the same place with each pass. When the wire was injected
too fast the wire would shoot through the plume resulting in
unmelted wire, or at best copper deposition away from the center of
the plume.

Injection distance was varied to determine the effect on
copper particle size and shape. It was observed that as copper wire
was injected farther from the plume, the size of the individual
particles were larger and the number of small, fine particles were
reduced. Small particles are desirable in creating a high density,
high quality coating. Small particles reduce porosity and have a
tighter adhesion. Thus, maximizing the number of small copper
particles became paramount. This was accomplished by injecting
copper wire nearest to the plume. The trade-off however, was that
more copper particles were retained on the substrate.

The effect of injection angle was less significant than
distance. When copper wire was injected at 90 degrees the
efficiency of deposition was reduced. It appeared that more small
particles were being lost from the system. Thus, the copper volume
fraction being retained was less. Figure 3.22b and 3.26c had similar
injection distances and feed rates, except the wire was injected at
45 and 90 degrees, respectively. The copper volume was 10-15%
greater when wire injection was 45 degrees. As injection distance
increased the quality of the coating degraded at a much higher rate
than if the copper was injected at 45 degrees, i.e. small copper
particles were replaced with large copper islands. Figure 3.23b was
a copper / steel coating with an injection distance of 85 mm at 45
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degrees. Figure 3.26a was a coating with copper injected at 100
mm, but at 90 degrees. The latter figure illustrates farge copper
islands, whereas Figure 3.23b shows interconnected lamella. Hence,
copper injected at 90 degrees was both less efficient and tended to
produce larger particles with fewer of the desirable small particles.

Single particles were observed both alone (copper only) and
with the corresponding 1080 steel via deposition onto a glass slide.
There was no discernible difference in morphology, but the density
of copper was much greater than steel. The reason was the melt off
behavior of the copper respective to that of the 1080 steel wire. As
injected wire melts off, the particle flux expands in the plume as it
travels downstream. This phenomenon was illustrated in Figure 4.1.
Copper wire’s flux density of particles was 33% the size of the flux
density of the 1080 steel. This being the case, the number of
particles per unit area was greater for copper than for steel. With
both particle fluxes applied to the same, relatively small, target the
dominant material became copper. The only way to control this is
too reduce the copper input into the plume. The reason for this
difference in particle flux is unknown. It is possible the oxidation
of steel in the atmosphere aided the particle spreading, whereas
copper being less reactive, would be affected less by the
atmosphere.

The final parameters: gas flow rate and working distance were
investigated thoroughly in the development of the 1080 steel
coating. Review was necessary, as adding copper changed both
coating and plume conditions. Gas parameters appeared to have
little effect on copper morphology. In addition copper was (initially
hoped) to make up only a small part of the coating. The problem of
copper retention overshadowed any effect gas parameters would
have on the final coating. To avoid adding any new variables to the
system, the gas parameters (230 slpm Ny / 30 slpm H;) developed
for 1080 steel coatings were retained. Working distance also
appeared to have little effect on copper morphology, thus it
remained at 235 mm.
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Flat Coupons

Copper’s effect in a steel coating structure, primarily wear
behavior, has not been investigated previously. The assumption it
would act as a solid lubricant stems from its use in the metal
working industry. The nature of soft metals as lubricants was
discussed in the introduction. It was assumed that the ideal copper
particle morphology would be similar to that of 1080 steel, this
being a lamellar structure. This is a fair assumption as copper was
to be only a minor constituent in the coating.

Metallography provided the most information about copper’s
interaction with 1080 steel. The microstructure was examined as a
function of parameters. The effect of inadequate wire feed rate was
illustrated in Figure 3.19. In this example the wire feed speed is
reduced to lessen the quantity of copper entering the plume. The
result is a high density of copper in one location. This dense area is
in the same plane as the injection site of the copper wire. Assume
the plasma jet is circular. If the wire is injected at the 3 o’clock
position then the majority of copper will ride on the outside of the
plume. The resulting particles will reside in that 3 o’clock position
on the sample. Ultimately, the result appeared as a concentrated and
a depleted zone on the steel coupon. Figure 3.21c¢ illustrates one of
many microstructures sprayed at the ‘ideal’ or optimum wire feed
rate. The sample contained over 50% copper. The copper was
distributed in lamellar islands vs. a more ideal, fine dispersion (as
seen in the nickel graphite /steel coatings). Nevertheless, the
distribution of copper was uniform.

Recalling that co-spraying two 1080 steel wires to form
graphite / steel coatings presented some problems, it would be
assumed the same effect would apply to copper and steel wires.
Fortunately, the tight density of the copper particle flux minimized
the two wire interaction. The bow shock effect did alter the
copper’s path if it was within 8 to 12 mm of the steel wire. The



alteration though was minimal and the copper stream remained well
within the broad particle flux of the steel.

Overall the flat coupons allowed for a quick and inexpensive
evaluation of coating microstructure. One limitation though was the
geometry difference between a flat coupon and a round amsler roller.
This was of minimal consequence though as the copper volume
fraction and morphology were the most important factors.

Amsler Rollers

Several Amsler rollers were sprayed using various near ideal
copper conditions. The initial samples, summarized in Table 3.16,
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gave a strong understanding of how copper / steel coatings degraded.

With all of the samples debonding in less than 2000 revolutions and
showing minimal friction reduction, it became ciear that the copper
system might not be feasible. Copper in large quantities failed for
the very reason it was used- low ductility. The high loading and
shear stresses generated in rolling / sliding contact were to deform
the copper into a thin film. Unfortunately, when copper deformed it
brought the more rigid steel coating with it. The severity of the
phenomenon was a function of copper volume fraction. The copper
transferred to the bottom roller at the early stages of the wear
test; the surrounding steel matrix was lost from the system or
mixed in with the copper film.

The high concentration gradient of copper illustrated in the
flat coupons was not as severe in the Amsler rollers. This was due
to the fact the roller was rotated during spraying. This suggested
that wire feed rate could be reduced without detrimental effects.
Where the copper was injected into the plume would be the
corresponding area of concentration on the flat samples. This was
the result of ‘skimming’ as explained. With the Amsler rollers this
effect was not observed, rather, random areas would posses a larger
concentration of copper. This phenomenon had no observable
difference in the degradation of the coating during wear testing.



The transfer of film was still evident, though fess copper was
available to form a film. The different copper concentrations
become academic though as they had no influence on coating
durability.

In an attempt to reduce retained copper without compromising
the optimum wire feed rate, copper wire was injected farther down
stream (as with the flat steel coupons). The plasma plume
temperature falls as the distance from the anode increases. Thus,
the wire could still be sheared off at plume center with a lower feed
rate. In addition, injecting wire farther down stream allowed for
more copper to be lost from the system.

Sample AC11 was created with copper wire injected at 100
mm. The microstructure was shown in Figure 3.26a. This coating
had very poor performance, with the sample proceeding to Type I}
(severe) wear and debonding within 400 revolutions. The result of
down stream injection was very large particles, and only a small
decrease in copper retained. The other samples in this series did not
perform any better. Sample AC12 was one of the few 0.5 mm copper
coatings. It was believed debonding may reduced by the reduction of
coating thickness. Any benefit though, was lost in the lack of
coating integrity from copper particles.

The 100 mm injection distance had very poor wear
performance because the coarse particles had a detrimental effect
on the coating integrity. With large particles a fine lamellar
structure is hard to achieve. It is believed the adhesion between
copper and steel splats is not as strong as for steel on steel. Large
particles create voids and large areas of poor adhesion. Since
copper has higher ductlility, large islands of copper will deform and
cause loss of coating integrity. When a large number of small copper
splats exist, their ability to flow is reduced as they are reinforced
by the surrounding steel matrix.

There was a large amount of material transfer during most
copper wear tests. Copper was smeared on to the bottom rolier. The
morphology of the smeared material would change depending on the
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contact pressure. A thin film was produced at Po= 1220 N/mm?2
(Figure 3.25b) and globules (Figure 3.25a) were the result of tests
where P,= 700 N/mm2. The contact pressure would convert the
globules to a thin, continuous film over the bottom roller surface.
As contact pressure increased, local globules would be transferred
to the full width and circumference of the roller. It was believed
the thinner films would provide greater friction reduction. This
stems from the metal working industry’s use of thin metal
lubricating films.

To shear the copper, allowing it to become a lubricant fiim,
higher contact pressures were employed, at both 5% and 35% slip.
This thin film was very tenacious in its adherence to the bottom
roller. When the thin film was formed the coatings appeared to
remain intact longer. The formation of the film was a function of
copper volume fraction, the contact pressure, and slip ratio.
Consequently, a general statement about the films effect on
durability is difficult to make. In addition, the films formation and
behavior become only an observation, because material transfer of
either form did very little to reduce friction.

Material build-up is a test related problem that would not
occur in the real world. The amount of material transferred greatly
compromised the coating integrity. The closed system of two
Amsler rollers allowed the transferred copper supply to remain
local and intact. An equilibrium was reached where the wear
process occurred between two mostly copper surfaces. This was
true regardless of the load (and for most tests because the copper
volume fraction was so large). Adhesion between the two pseudo-
copper surfaces further exacerbated the coating break down. In an
open system, fresh wheel counterfaces would have exhausted the
supply of copper, greatly accelerating the coating break down.

The majority of time was spent evaluating parameters and
their effect on copper / steel coating microstructure. In the end
though it was realized that all of these parameters in their ideal
form could not overcome system constraints nor the inherent lack of
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copper’s lubricating ability under rolling/sliding contact. Thus, the
discussion of copper coating parameters becomes academic as no
amount of adjustment could produce a wear resistant, friction
reducing coating with copper wire.

4.3.2 Copper Powder

Given the limitations of copper wire deposition, copper powder
was employed. Use of powder feedstock gave far superior control
over the volume fraction retained in the coating. The probiem of
copper wire deposition efficiency was no longer relevant. The
copper powder / steel coatings were evaluated in the same manner
as the coatings produced with copper wire. The performance results
and material behavior were much the same and large copper volume
fractions still plagued the system.

Amsler Rollers

As with the copper wire coatings, metallographic blanks were
produced to evaluate the coating microstructure. The blanks were
round as opposed to flat coupons. The geometry was similar to an
Amsler roller. This allowed metailographic blanks and Amsler
roliers to be sprayed concurrently. The flat coupons would have
evolved to round blanks while using copper wire, had the copper wire
/ 1080 steel system shown potential.

Copper powder gave more freedom in the production of varying
volume fraction coatings. Copper powder was injected in large or
small quantities without affecting its distribution. It was now
possible to create coatings with very low copper quantities. The
first iteration tested the limits of the powder feeder. At the
powder feeder’s slowest setting, copper was still present in
amounts of at least 10%. The injection distance was not altered in
an attempt to decrease retained copper. The copper wire results
influenced this, but it is understood the melting processes are
different. Large particles would not have formed in the same
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manner as wire. The size of wire produced particles was a function
of ablative melting.164 With powder feedstock however, the
magnitude of retained copper particles were determined by the size
of powder used. The volume fraction reduction was shown to be
minimal when copper wire was injected at 100 mm. Thus, changing
injection distance would only add another unwanted variable.

Normal Feed

The range of copper volume fractions was influenced by subtle
changes of the powder feed rate. Sample AC16 and AC17 had 10%
and 18% copper, respectively, yet the feed rate was only increased
by 0.5 RPM. The volume fraction of copper increased to over 40%
when the powder feed rate was 3.0 RPM. The lower limit of powder
delivery by the powder feeder had been achieved. The nature of the
plasma system did not allow tight variations in the copper and steel
coatings. (I.E. large plume, small target equating to a large number
of lost particles from the system.) Consequently, a series of
samples with only 1 or 2 % retained copper increments would be
difficult, if not impossible to achieve.

Samples AC16 through AC18 utilized larger bore powder feed
tubes. The different powder feed tubes required varying powder gas
flow rates to deliver the copper powder to the center of the plume.
This didn’t change the coating microstructure for a given powder
feeder RPM, as the amount of copper feed into the plume was a
function of RPM only. The copper flux remained tight in the plume
when copper powder was deposited. The size of the flux was
comparable to that produced by the copper wire. Deposition with
powder illustrated again that very little copper was necessary
(relative to steel wire) to achieve high volume copper / steel
coatings.

Samples AC16 through AC21 were wear tested and showed
some reduction of friction. All but one sample (AC18) debonded
within 1000 revolutions, with the other sample AC18 lasting 1440
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revolutions. Again, a transferred film was present which behaved
similarly to the copper wire / steel coatings. It appeared the
correct combination of contact pressure, creep, and copper volume
fraction provided the limited friction reduction. These conditions
transformed the copper material into a thin film on the bottom
roller. The thin film is the source of the limited friction reduction,
with the mechanism of formation and behavior being similar to that
of the copper wire / steel coatings.

The friction coefficient was still around p= 0.38, which is
well above the target value of y= 0.10. The copper’s effect on
coating performance is independent of the material source. The
coating is only affected by volume and morphology. The wear
performance of samples AC16 through AC21 further support the idea
that copper is incapable of providing adequate lubricity or endurance
under rolling/sliding contact.

Low Feed Wheel

The controlling of copper volume was the most challenging
problem. A low feed wheel was employed which delivered roughly
60% of the volume of the original wheel. This equated to almost one
half the volume of copper delivered at a given powder feeder RPM. |t
was believed that if copper was to be successful a coating with less
than 10% copper must be created. This stems from two
observations. The first, is the large volume of transferred material
during Amsler wear tests, and the second being the lack of coating
integrity when copper volume fractions were large (10-50%).

To further dilute the quantity of retained copper, the powder
was sprayed with two 1080 steel wires to double the steel flux.

This was sufficient to lower copper volume fractions to below 10%,
but the performance data of Table 3.19b indicated that copper now
had little effect on lubricity. The copper quantity was still

sufficient to cause premature debonding though. These low volume
coatings displayed little or no material transfer. This supports the
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assumption that the limited friction reduction was a product of thin
copper film formation via material transfer.

The low feed wheel did allow for a wider range of copper
volume fractions to be achieved. The end result was when copper
was present in the coating in sufficient volume to provide any
lubrication, the coating had almost no durability. Sample AC31 had
6% copper and displayed minimal friction reduction (= 0.47). It can
be argued though that the coating was not durable enough to make a
valid friction measurement. Tests on steel coatings have shown the
steady state friction value (u=0.46) was not achieved until roughly
1000 revotutions. Sample AC32 survived beyond 1000 revolutions
and displayed a more realistic steady state friction coefficient of
u=0.48. The other samples with larger copper volume fractions
degenerated quickly in the same manner as explained earlier.

Even with very low volume fractions the coating’s integrity
was compromised. When the volume fraction of copper was 6% the
coating's appearance was that of a steel coating without any
lubricant material. Yet, the coating debonded in less than 1000
revolutions. At larger volume fractions the copper color was readily
evident with the coating appearing like pure copper at volume
fractions above 20%. Despite the appearance though, the low volume
coating did not behave anything like a steel coating with respect to
durability. This observation helped conclude that copper in any
retainable amount was detrimental to the steel coatings
performance, acting as a contaminant, rather than a second phase
lubricant.

Twin Wire spraying

The low feed wheel did provide an opportunity to further study
the interaction of two co-sprayed steel wires. Co-spraying two
steel wires was employed to increase the coating deposition rate
and dilute the copper. The specific use with copper was
unsuccessful as the copper system failed to achieve its objectives.
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The interaction of two wires in the plume is a phenomena

warranting further research. The interaction of two steel wires

was more significant than that between copper and steel wires. The
interaction occurs only when wires are brought in close proximity of
one another. (This was detailed in the Graphite Discussion section.)
Figures 4.5 and 4.6 illustrated the phenomenon of wire interaction.
The work with copper powder and two 1080 steel wires confirmed
that the two wires must be offset by 13 mm or more. Beyond 13 mm
the particle interaction was minimized.

4.3.3 Synopsis

The overall poor performance precluded the copper and steel
coating research from preceding further. The behavior of copper
wire yielded consistent high volume % copper coatings. This was a
limitation of the plasma spray system and could not be overcome
easily. The copper powder despite its ease of deposition did little
to improve the coating performance. Although a wide range of
copper volume fraction coatings were produced, none indicated any
potential. These coatings appear to be inappropriate for severe
rolling/sliding contact environments, but may be suitable for less
severe applications.
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4.4 Polymers

The steel coating systems to this point have dealt with
dispersed lubricants within the steel coating matrix. By applying
the polymer as a thin surface coating unique wear behavior was
observed. The dynamic nature of the polymer fiim degradation
though, required close examination of the polymer film structure as
well as its performance and wear characteristics.

The polymer films were characterized by their durability and
friction coefficient when tested under rolling/sliding contact. The
polymers were generally tested dry, with only a handful of
lubricated tests. The polymer film was applied to varying steel
coating thicknesses. Reapplication of the polymer following a test
was also performed. Observation of each polymer system during
testing allowed conclusions to be drawn regarding the polymer’s
potential. Analysis also included visual and SEM observation of the
degradation process from test onset to termination or failure. The
most significant information came from the FTIR results, which
described changes in the molecular structure as a result of polymer
application and wear testing.

The discussion presents the initial work and describes each of
the coating systems. The characteristics of the polymers
themselves are then presented, which focuses heavily on nyion /
steel coatings. The interrupted tests describe the coating wear
process. This is all followed by a synopsis of polymer coatings in
general.

4.4.1 Initial Work

In order to apply a thin polymer film to a steel coating, a set
of parameters had to be established. Early work of polymers on
uncoated rail steel yielded a set of gas parameters which appeared
to be suitable.178 The application of polymers to plasma sprayed
1080 steel followed these early parameters. It was realized that
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deposition of the polymer presented unique problems which had not
been observed in the other lubricant systems. For one, the polymers
would degrade rapidly if overheated. Care had to be taken to
adequately cool the surface during polymer application. The
thickness of the polymer was on the order of 25 to 75 pym, which
made measurement difficult with conventional slide calipers. An
appropriate polymer thickness could only be evaluated by subsequent
wear performance.

On the positive side, the problem of steel coating debonding
had been reduced through the reduction of steel coating thickness to
0.5 mm and 0.25 mm. This reduced the premature test failures
which gave inconclusive data as to the wear behavior of the polymer
coating itself. Kynar and Torlon were initially tested because they
were readily available and believed to have potential. Nylon
received the most attention because early performance was very
impressive and the polymer itself, nylon 11, was in great supply.
PTFE and UHMW were tested for comparison in attempt to find
polymer wear performance even greater than the nylon.

The performance of the Kynar, barring debonding, rivaled the
nylon. Table 3.20 illustrated the results, with durability exceeding
16,000 revolutions. This performance was unmatched, however
Kynar was a difficult polymer to apply, it would overheat easily,
causing embrittlement.179 The limited number of tests performed on
Kynar /1080 steel coatings make a conclusion difficult to draw.

The low friction coefficient at the end of the Kynar tests illustrated
that polymer film did remain. Kynar’s uniform friction coefficient
over a wide range of loading further illustrates it had good adhesion
to the steel coating surface. Creating a consistently good
performing Kynar / steel coating was evasive and optimization was
not pursued.

Torlon did not have good adherence to the steel coating
surface. During wear testing Torlon would shed excess material as
did the cther polymers, but it didn’t appear to form a steady state
film. The friction coefficient rose at a much greater rate than the
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Kynar or nylon. The large friction coefficient at test termination
suggested that most of the polymer was worn away. [f testing had
continued the coating most likely would have degraded to steel
coating on steel wear within 2000 revotutions. Neat Torlon powder
requires a three step heat cure to cross link the polymer chains. Had
this been done the performance would have likely improved. These
extra steps however, would not be practical for coating application
in the field. The secondary heating of the rail following coating
deposition would be cost and time prohibitive. Torlon’s friction
behavior as a function of loading suggests the coating was test
sensitive. If the wear tests of Torlon had been done at lower
contact pressures or creep, the performance may have improved.
However, coatings which could not survive the extreme conditions of
Po= 1220 N/mm< and Creep= 35% were not considered practical for
wheel/rail applications.

4.4.2 Nylon

The evaluation of nylon as a lubricant film received the most
attention in the polymer / steel coating study. Early observations
indicated that the degradation mechanism of polymers in general,
were similar. |t was felt that to fully understand this degradation,
one characteristic system (nylon / 1080 steel) would have to be
studied in depth. The results of the nylon coatings gave better
understanding to the other polymer systems, particularly UHMW,

Neat Nylon / 1080 Steel Coatings

Initial tests with nylon / 1080 steel (0.7 mm) coatings were
subject to frequent debonding. Debonding reduced the average life of
0.7 mm coatings by 26%. The debonding was still being studied
during these early tests on nylon. Despite the frequent debonding,
nylon exhibited a consistent degradation behavior from test to test.
The point at which the polymer failed would vary in the number of
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revolutions tested, but was always preceded by a series of events,
which was illustrated in the interrupted tests. Nylon’s friction
behavior was independent of applied load. This suggests that nylon
was not sensitive to test parameters, at least for the range at
which they were tested.

The success of the polymer in acting as a lubricant stems from
its adherence to the steel coating. Figure 4.13 is a schematic
illustration of a polymer coating adhering to the rough steel coating
surface. Figure 4.14 illustrates a cross section of a nylon / 1080
steel coating as viewed in the SEM. This figure shows the rough
steel coating surface. This pinning mechanism between polymer and
the steel coating surface is observed in each successful polymer
system. The pinning allows the polymer to be anchored and
increases the surface area which is adhered to the steel coating.
Large contact pressures at the beginning of the wear tests force the
polymer into these coating valleys.

The adhesion of the polymer is a surface effect. The actual
steel coating thickness has no role in polymer performance provided
it exhibits the same surface roughness and doesn’t debond.
Debonding of 0.7-1 mm thick steel coatings plagued this work
Subsequently, thinner steel coatings were utilized. The 0.5 mm and
0.25 mm coatings displayed an increase in debonding resistance,
with only one debonding in each series. The investigation of T mm
coatings was discontinued.

Neat Nylon / 308 L-Si Stainless Steel Coatings

The ideal coating matrix for use with polymers is subject to
ongoing investigation. Initial work focused on stainless steel, as it
was hypothesized it may offer greater debonding resistance than
1080 steel. This reasoning stems from the oxides formed by
staintess steel. Chromium oxides are tougher and more adherent
than iron oxide. It was felt that the oxides produced during spraying
in atmospheric conditions weakened the coating. Analysis had
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shown cracks in the iron oxide layers following full scale wear
testing.180 This prompted the search for a more debond-resistant
coating. The actual wear properties of stainless steel are of
minimal consequence as it will act only as a reservoir for the
polymer coating.

Stainiess steel appeared to have a greater durability than
1080 steel, with respect to debonding. The 0.25 mm coatings with
nylon lasted 15-20% fonger. The number of tests though, may not be
adeguate to fully describe the debonding behavior. in addition, the
samples were not sprayed at exactly the same time or at exactly the
same conditions, though every effort was made for exact
reproduction. The polymer film appeared to be more durable when
applied to a stainless steel coating. It is possible the stainless
steel’s surface is better suited to polymer retention. It may contain
a larger number of asperities and cavities where the polymer may
anchor. The overall performance was improved, but further testing
IS necessary.

Solid Lubricants + Nylon / 1080 Steel Coatings

With the addition of solid lubricants there was some increase
in the durability of nylon. The ability of solid lubricants to reduce
friction and wear of nylon has been observed elsewhere.102 The
increased durability may have been a statistical aberration, but
more likely, an actual effect of the lubricants. Observation suggests
the lubricants are beneficial, and further testing would confirm this.
Table 3.26 summarized the nylon + solid lubricant / 1080 steel
coating performance. The apparant increased durability of nylon and
solid lubricants (compared to neat nylon coatings, Tables 3.23 and
3.24.) suggested the lubricants were able to form a film. This film
would be similar to that formed by graphite / 1080 steel coatings.
The MoS; or graphite may align itself on top of the polymer and
reduce wear. This film, if present, did not reduce the initial friction
value appreciably (= 0.08 vs. y= 0.10) and had no effect on the



friction behavior over the course of the test. EDS did not detect any
transferred film on the bottom roller, for either MoS; or graphite.
The overall benefit of added solid lubricants is questionable, but at
the least had no adverse effect on the polymer wear or adhesion to
the steel coating.

4.4.3. PTFE (Teflon™)

PTFE was the obvious choice when a polymer was selected to
reduce friction. The inherent fow friction nature of PTFE in other
applications suggested it may perform well. The literature contains
descriptions of several experiments pertaining to the wear of
PTFE.86,88,91 There are no references to rolling/sliding contact, and
the applied loads are generally less than 20 N, as opposed to 2000 N
used in this research. PTFE generally undergoes a high temperature
cure after it is applied to a surface.106 This allows the individual
particles to sinter together. When plasma sprayed the PTFE was
deposited as a collection of particles. A slow cure was not
performed, and as a result the particles remained as individual
spheres. Figure 3.31 illustrated the individual PTFE particles.

PTFE has a large melt viscosity index.’06 This means that even
at melting, the viscosity remains large and the polymers ability to
wet is limited. The rotation of the Amsler roller further hinders the
PTFE from flattening as it creates an outward centrifugal force on
the softened PTFE particles. Increasing the heat input to melt the
PTFE on the surface only caused it to burn, and risked overheating
the steel coating. The low adhesion and lack of melting yielded PTFE
coatings which were less than 13 pym thick. Mixing the PTFE with
nylon increased the adhesion of PTFE to the steel coating.

When PTFE coatings were wear tested the pure PTFE appeared
to be lost from the system due to its lack of adhesion. Some of the
PTFE was retained though, and found its way into the steel coating
valleys. The high pressure and contact zone heat may have been
enough to partially soften the PTFE, allowing it to flow into these
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steel coating valleys. The low friction coefficient for both pure
PTFE tests indicates PTFE was retained. A very thin film formed.
This film degraded in a similar manner to the nylon film, except it
was much more accelerated. The limited number of tests with PTFE
did not provide for a thorough analysis of the PTFE film.

The PTFE mixed with nylon had decreasing performance as
nylon volume fraction increased. The adhesion and film thickness
were increased with nylon, with the coating appearing nearly
identical to a pure nylon coating when PTFE= 25%. Since the polymer
film was thicker there was a greater material loss at the test onset.
It is believed PTFE failed to lubricate the nylon coating (PTFE= 25%)
because the film was a composite of melted nylon and unmelted
PTFE. The PTFE worsened the structural integrity of the nylon
because a continuous coating was not present. The 25% PTFE, nylon
coating consisted of a matrix of melted nylon with a dispersion of
solid, unadhered PTFE particles.

When nylon was an additive to PTFE (PTFE= 50% or 75%) the
nylon may have prevented the PTFE from penetrating the deep
coating valleys. If this were the case, PTFE would have no surface
to which it could anchor. The contact forces during the wear test
would eject PTFE from the system. These behaviors help explain
why neat nylon and neat PTFE coatings out performed any mixture
in-between. PTFE as a material did not appear suitable for plasma
spray deposition.

4.4.4 UHMW

UHMW had equivalent performance to the nylon. From a
deposition point of view, UHMW was superior to nylon in that it had a
greater resistance to thermal degradation. UHMW required a greater
heat input to melt and form an adherent coating, making UHMW more
difficult to overheat. This may be an advantage when the polymer is
sprayed in the field where conditions may not be as tightly
controlled. When heat input is inadequate the resulting coating
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appears as Figure 3.33. This structure was the result when lower
amperages were used to plasma spray the URMW film. The poor
wetting of the UHMW coating sprayed at low power input could be
avoided by increasing dwell times. Thus, a lower power system
could be employed but would increase the overall spray time. The
friction and degradation behavior followed the exact pattern as the
nylon, and other polymers. This consistent behavior is more a
function of the environment in which the polymer is tested as
opposed to being intrinsic to the polymer itself.

Solid lubricants were not as effective as with nylon. This
could be due to two reasons, the first is the mixing of the polymer
powder prior to spraying. If the dispersion was not adequate, then
concentrations of graphite or MoS> could be lost in the same manner
as graphite was lost when trying to create graphite /steel coatings.
The second reason may be that the UHMW as a lubricating fitm may
not realize any benefit by added solid lubricants. Fillers are
generally added to polymers to increase strength and for retention
of shape.181 Only one reference was uncovered about the benefit of
adding solid lubricants to polymers under sliding wear.102 The wear
behavior of UHMW saw minimal increase in durability, and no
decrease in friction or change in the coating degradation pattern,
when solid lubricants were added. It is possibie solid lubricants in
different proportions (Weight fraction= 28% Graphite or MoS, for
both nylon and UHMW tests) may improve the durability of UHMW. |[f
larger proportions are used though, the coating integrity may suffer,
as the nylon’s did when PTFE particles were added. Overall UHMW
was a good lubricant film which performed almost as well as the
nylon. UHMW applied to stainless steel coatings may realize greater
durability.

4.4.5 Surface Modification

A polymer can only act as a lubricant if it remains adhered to
the coating surface. Since the surface characteristics play a crucial
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was of great interest. It is believed the unique surface topography
of the plasma sprayed coating in the as-sprayed condition allows the
polymer to be retained during high contact pressure and creep wear
conditions.

When polymers were applied to uncoated, machined Amsler
rollers, their adhesion was very poor, with durability being less than
200 revolutions.'78 The polymer had nothing to hold onto, for there
is no chemical bond or diffusion layer. It is believed only the
microasperities and weak secondary electron bonds retained the
polymer. In light of the machined finish roller’s performance
several surface roughening techniques were employed to attain
better adhesion.179 Table 3.30a and b summarized the resuits of
various surface roughening techniques. The grit blasting had the
greatest effect, from a performance standpoint, in approaching a
plasma sprayed surface.

Grit blasting does not give the extreme peaks and valleys
which are present on the plasma sprayed surfaces. Figure 4.15 are
SEM micrographs illustrating the difference between a grit blasted
surface and an as-sprayed steel coating surface. The range of peaks
and valleys are much greater in the plasma sprayed coating.

Valleys in the coating surface were believed to increase the
polymer adhesion. Valleys, in the form of grooves, were cut into the
roller’s surface using a lathe. Unfortunately, these grooves were
very coarse from a microscopic view and did not provide the high
density of polymer pinning points which the steel coatings did.
Different groove sizes were attempted, each with about the same
result. The combination of grit blasting and grooves increased the
durability somewhat. By grit blasting the surface, the newly formed
peaks are rounded off. This deformation may increase the pinning
strength because the rounded off surface would have a more complex
topography, possibly approaching that of a sprayed coating. Grinding
gave the least benefit because it did the least surface damage.
Grinding only slightly altered the smooth, machined surface and did
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not create deep valleys. No technigue was found that could simulate
or mimic the inherent surface texture of a plasma sprayed steel
coating.

4.4.6 Lubricated tests

Nylon / 308 L-Si stainless steel coatings were evaluated under
grease and water lubricated conditions. Neither lubricant extended
the life of the coatings, in fact both lubricants reduced coating
durability. When water was added to the wear track the polymer
film exhibited an increased degradation. It is believed water
penetrated the polymer coatings and reduced it adhesion. Nylon is
hydrophilic, meaning water is readily absorbed. The absorbed water,
which is incompressible, could distort and tear apart the polymer
film under high contact pressures. This was supported by the visual
observation of a more rapid degradation in terms of decreased
revolutions to polymer film removal.

In a dry test, the nylon film would slowly wear from a thin
ring of exposed metal to polymer film failure over several thousand
revolutions. With the addition of water, once this ring appeared, it
would expand and virtually all of the polymer film would be gone in
200-400 revolutions. The water did help lubricate the steel coating
on steel wear tests by maintaining a friction coefficient of y=0.3,
but the water also increased the debonding frequency to 100%. It is
speculated that once the polymer film ‘seal’ was breached, water
would penetrate the steel coating and cause debonding. The
debonding was a direct result of hydraulic forces acting within the
coating lamellae by incompressible water.

The lubricated tests with grease displayed much the same
behavior as water lubricants. The polymer coating was degraded at
an accelerated rate. Once part of the polymer film was worn through
the coating debonded. Unlike with water lubricant, it was not
necessary for the entire polymer film to have worn off. The friction
coefficient remained at y= 0.10 throughout the test, regardless of
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the polymer film status. Less than 5% of the applied grease actually
remained in the contact zone. This suggested the grease which did
remain was adhered to the polymer film surface. Overall the
lubricated tests suggest the polymer / steel coating performs best
in dry conditions.

4.4.7 Polymer Reapplication

Several tests were performed to evaluate the reapplication of
a polymer film. Following a wear test to near failure, which varied
in length due to variations in coating behavior, nylon was reapplied
to the coating surface. The film did not adhere as well as on a fresh
steel coating surface. The increase in coating life was around 25%
nor did it increase the coating life. At onset of the test nearly all of
the reapplied nylon was shed and lost from the system. Only the
polymer from the previous test appeared to remain.

Neither of the surface preparation technigues could help retain
the newly applied nylon. The as-worn coating surface was relatively
smooth (Type | wear) and had nowhere near the texture of a freshly
sprayed steel coating. The reapplied nylon had nothing to pin it to
the surface. Texturing the surface had fittle benefit. This is a
similar behavior as observed in the application of roughened,
uncoated Amsler rollers. Perhaps a surfacing technique may be
developed which can restore a steel coating to its original surface
texture. Until then, the steel coating will have to be reapplied it the
polymer s to perform up to its potential.

4.4.8 Interrupted tests.

The interrupted testing of the polymer coating allowed a
detailed analysis of the degradation mechanism. Every durable
polymer coating tested (nylon, UHMW, etc.) displayed the same wear
behavior. Seven stages of wear were identified, and each is
discussed in detail. These stages represent a trend, with the rate of
polymer degradation varying between individual tests. The
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identification of these stages of wear is the best way to explain
how and why the polymer degrades

Stage 1 occurred within 300 revolutions, with the majority of
polymer loss being within 100 revolutions. The excess polymer
coating was shed and lost from the system. The initial coating
thickness was on the order of 30-50 ym. The steady state
lubricating film was less than 5 ym, which was the same regardless
of initial polymer thickness. This mechanism was the result of
shear forces during break in. The porous coating surface allowed
polymer to be pinned down. The contact pressure forced polymer
into the valleys of the coating surface. The excess polymer, having
very low shear strength, was squeezed out of the contact zone. The
bottom roller appeared shiny with no transfer of material occurring.
Figures 3.34 and 3.41 illustrated the polymer removal both visually
and in the SEM.

Stage 2 is steady state wear. The friction coefficient has
stabilized to a value of 0.08-0.12 and remains unchanged for a short
period (< 1000 revs.). The friction coefficient begins to climb at a
rate of 0.007 per thousand revolutions to a value of 0.1 or 0.15 over
4-5k revolutions . The excess polymer has left the system. The
bottom roller remains shiny, with no apparent material transfer.
This stage occurs between 300 and 4000 revolutions. This wide
range of steady state can be attributed to the post deposition
quality of the lubricating polymer film.

If the polymer is fully adhered and not overheated during the
spray process, the chances of it being retained in the coating is
increased. Retention equated to a longer life and greater resistance
to the degradation process. Nylon, for example, was easy to
overheat. If overheated it became brittle, thereby decreasing its
fluid flow during the break-in stage. A brittle polymer coating
would not form a steady state lubricating film, and test life would
be < 3000 revolutions. [f nylon could not deform plastically under
the contact pressure it would not adhere to the coating. In this
respect UHMW was superior, as it never displayed brittle behavior.
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Large nylon particles transferred to the bottom roller mark the
beginning of Stage 3. The transferred material was a darker color.
Small pieces of nylon were torn from the coating surface. At first
the material did not adhere to the roller, but after SO revolutions or
so, a thin film started to form. The transferred material was
initially in the form of ‘blobs’, which were quickly compressed into
a thin film by the high contact pressure. This fitlm would visually
grow thicker as the test progressed to termination (Stage 7) Up to
this point, the friction coefficient had been increasing at a very
slow rate. The transfer of material caused a ‘bump’ in the friction
trace, indicating a decrease in the friction coefficient. This
decrease was short lived as the friction coefficient increased at a
rate of 0.027 / thousand revolutions- four times greater than in
stage 2. This bump provided a very predictable landmark during the
wear test. It was always characterized by the initial transfer of
material to the bottom roller. This stage occurred between 3k and
Sk revolutions, and lasted only 50-200 revolutions. This stage
marked the increased wear and degradation of the polymer film and
also reduced the volume of the polymer film by 50-75%.

Stage 4 began when the transfer of material to the bottom
roller has reached visual equilibrium Stage 3 was the actual
transfer of material. The film on the lower roller grew thicker
(visually observed) as the test progressed. This stage occurred at
Sk to 8k revolutions and lasted 2k to 3k revolutions. With a
majority of the lubricating film worn away, the rate of friction
coefficient increase rose to 0.06 / thousand revolutions. The
greatest amount of this friction increase did not come until the last
1k revolutions of stage 4. The friction coefficient was arcund 0.15
at the beginning of this stage. This is a consistent value from test
to test. The final friction coefficient was between 0.23 and 0.27.
Figures 3.43 and 3.44a illustrated the change in surface film
between stages 3 and 4. Figure 3.44b illustrated a nylon
concentration adhered in a valley of the steel coating. The
surrounding area was devoid of any appreciable nylon.
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Stage 5 starts when the polymer film began to wear through
completely. A ring formed in the center of the coating exposing the
bare steel coating below, When the ring begins to form, the friction
coefficient decreased, with the value being around py=0.25 just prior
to this. As the ring expanded the friction coefficient continued to
decrease. The value reached 0.20-0.25 and then began to rise at an
increased rate. It was speculated that this decrease in friction was
caused by a decrease in the contact patch area. As the ring expanded
the polymer contact zone shrank. At some point the remaining
polymer could not support the load and contact occurred between the
steel coating and bottom roller. At this point stage 6 began and no
further friction reduction was observed. Also, this was the first
point on steel on steel contact. Observation estimated this to occur
when 20-40% of the surface was depleted of the polymer film, i.e.
the depleted ring being 1-2 mm in width.

Stage 6 marked the end of the polymer coating. At this point
the ring had widened to over S0-75% of the roller surface, steel
coating on steel contact was imminent. This stage could last 2k-4k
revolutions, especially in the nylon / stainless steel coatings, with
the friction coefficient remaining fairly constant at 4=0.25. The
small amount of polymer film appeared to support the load and
minimized the steel coating contact.

Stage 7 occurred when the remaining polymer film was worn
away. At this point steel coating contact occurred, and wear and
friction increased. At this point the friction would climb to 0.46 or
debond within 1000 revolutions. The film which was present on the
lower roller was destroyed as steel on steel wear progressed. If any
polymer film remained it was worn away and lost from the system
as wear debris.

All but a few tests were terminated at the end of Stage 6.
This allowed the remaining coating to be observed in the SEM. The
results were all similar being that <10% of the polymer coating
remained. That which was left resided in deep valleys of the steel
coating’s surface. Figure 3.46 illustrated the remaining coating,
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the dark areas were polymer. Even when stage 7 was allowed to
progress none of the coatings could be worn to the steel substrate.

The seven stages of wear gave a good understanding of how the
polymer coating degraded from a visual standpoint. The consistency
of degradation for each polymer supported the idea that the wear
mechanism were test dependent, regarding the steel coatings and
contact conditions. For example, the transfer of material would not
effect an open system in the same way. It is possible a closed
system accelerated the polymer failure. Polymers often display
better wear resistance when worn against a hardened steel
counterface, as opposed to themselves. The transferred material
simulates a polymer against polymer wear condition.

Overall the interrupted tests illustrate that the polymer film
has a wear life which follows a pattern of degeneration. The tests
also confirm the theory that the chief mechanism of adhesion is
retention within the steel coating valieys. interrupted tests at 5%
creep would predictably illustrate the same phenomena, as the
friction behavior is similar. The interrupted tests were limited as
they were only visual observations. No information about the
polymer itself was given. To complete the picture a more analytical
technique was used to characterize the structure of as-melted, as-
sprayed, and as-worn nylon films.

4.4.9 Polymer Film Analysis

The polymer film analysis gave some insight as to the nature
of nylon when it undergoes spray deposition and high contact
pressure wear testing. The analysis required a great deal of
interpretation based on experience and probable material
behavior.106 The two techniques ATR and SR were applied to
determine if changes in structure had taken place. Both techniques
complimented one another to give a good picture of the nylon
structure.
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One of the most significant observations was that neat, as-
melted nylon and plasma sprayed nylon exhibited similar structures.
Nylon was thought to degrade rapidly in the plasma plume. From a
structural standpoint however, nylon was much more resistant to
thermal degradation. Nylon will darken in color when overheated,;
the ideal coating color has always been yellow to light brown. Nylon
samples were spray coated ranging from nearly transparent to black.
Upon analysis, onty the nylton films that were dark brown, almost
black in color, indicated the structure had been destroyed. Figure
4.16 illustrates the FTIR spectra of a pyrolized nylon sample. None
of the amide or carbonyl linkage peaks exist, indicating this sample
is nothing more than random carbon atoms.106

The surface of the as-sprayed nylon coating had an increased
presence of C-O bonds. This is a result of atmospheric O; reacting
with the methylene groups. Hydrogen, being very reactive, was
displaced by oxygen at the high temperature coating surface. Thus,
C-H bonds became C-O bonds. The surface was the most affected
because it was exposed to the hot atmospheric plume for the
greatest length of time. This degradation was not detected by ATR,
because it only existed at the surface. This illustrated how results
can be highly dependent on the analysis technique.

The nylon film also underwent some change when wear tested,
specifically when the polymer material transferred to the bottom
roller. The shift in the Amide Il linkages (Figure 3.49) was observed
when comparing the film from the worn bottom roller to an as-
sprayed nylon film. This shift illustrated a change in the order of
the nylon structure. When the nylon coating was wear tested the
applied loads caused it to increase its crystalline order to reduce
energy. The material became increasingly ordered as it approached
the surface, where it was worn away yielding a new surface, and so
on. Fresh, highly ordered material was constantly being exposed.

The ordering or alignment came as a result of amorphous
regions yielding to the individual crystais. In the orthorhombic
structure of nylon long chains can extend beyond their ‘grains’ and



into other ‘grains’.106 Between the individual crystals there exist
amorphous regions. These regions will yield under load to aliow
individual crystal to align themselves. This alignment requires a
bulk of material to generate the necessary local stresses. The
random wear particles which transfer to the bottom roller never
generate a thick film. Thus, the driving force is not large enough to
align the highly random conglomeration of particles.

The observations and analysis of the polymer films
demonstrated that the spray process had minimal effect on their
structure. Not until the polymer was worn did it change, and how
significant this change was is unknown. In plasma spraying the
nylon was exposed to UV radiation and very high temperatures. |If
other, less intense, spray processes were used it is probable the
polymer would behave the same.

4.4.10 Synopsis

The nylon /308 L-Si stainless steel coating was the most
successful system. The durability was excellent, exceeding 13K
revolutions under extreme contact conditions. The polymer system
also displayed the best friction control. By having the lubricant film
reside over the steel coating as opposed to being dispersed within it
the nature of the wear process was changed. The polymer film
survived the longest when tested dry and was not effective when
reapplied. A consistent degradation behavior was observed between
polymers. The nylon amide structure was not changed until it was
transferred to the bottom roller during wear testing, and then only
slightly. Polymer films and their wear behavior are based on
empirical observations. Further analysis is necessary to understand
the wear behavior at a crystalline or molecular level.
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Figure 4.13.  Schematic drawing showing the surface topography of
a plasma sprayed steel coating.138 The polymer
coating is adhered to the surface by the peaks and
troughs.



333

06 I-MSE

Figure 4.14.  SEM photograph of nylon / 1080 steel coating showing
polymer (A) and steel coating (B) interface.’’9 Note
the surface roughness of the steel coating which gives
nylon its excellent adhesion.
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(b)

Figure 4.15.  SEM photographs illustrating two surface textures.!80
a) Grit blasted surface (alumina, 36 grit). b) Plasma
sprayed surface. Note difference in peak to valley
height for the plasma sprayed surface. 500x.
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4.5 Steel Coating Deposition on Rail

The next step of developing a plasma sprayed coating on
Amesler rollers was to successfully deposit it on a rail head. The
coating procedure required changes in fixturing to accommodate the
larger scale. Greater changes were also needed in the spraying
parameters. Testing allowed the coating microstructure to be
modified or optimized to accommodate the rail surface. The large
scale performance of these coatings is the first test as to whether
they will be practical in the field. A description of the tests
utilized is given, along with a discussion of the results.

4.5.1 Parameter Optimization

The geometric difference between Amsler rollers and a rail
head affected the coating’s microstructure. Early track lab samples
had poor performance. Metallography revealed a high volume
fraction of oxide and numerous cracks within the oxide. The
microstructure was not the same as an Amsler roller sprayed under
similar gas parameters and working distance. Adjustments were
made in each parameter to assess the individual effect on
microstructure. The effect, positive or negative was determined
through visual microscopy. It was believed decreasing oxide and
porosity would improve coating performance. Performance tests for
each parameter variation were not done as only a limited number of
large scale tests were possible. Consequently, the new ideal coating
parameters were based solely on SEM analysis.

The variation of parameters came as increases and decreases
in the gas flow rates of nitrogen and hydrogen, and working
distances. The changes were with respect to the standard 230 sipm
N2 / 30 slpm Hjz, 235 mm working distance. When nitrogen was both
increased and decreased, the effect was an increased volume of
porosity. The volume fraction of oxide appeared to be unchanged.
Nitrogen is used to provide the primary plasma gas for the system.
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When total gas flow is decreased the exit plasma has a higher
enthalpy. The increased thermal energy could vaporize the smaller,
ideal particles, reducing the coating’s integrity. A change in
working distance increased the porosity volume fraction, but had
little effect on the oxide volume fraction. An increase in unmelted
particles was observed when working distance was increased. This
may be due to particles cooling to a semi-molten, plastic state prior
to impact on the substrate.

The change in hydrogen flow rate was the most dramatic.
When H, was eliminated from the system (flow = 0), both porosity
and oxide volume fraction increased. As hydrogen increased the
volume of oxide and porosity decreased. The optimum H; flow rate
was between 50 and 100 slpm, with 75 slpm appearing to be the
best. When H; flow rate was increased to over 100 slpm, the
microstructure degraded via larger voids and larger oxide volume.
Hydrogen as a secondary gas increased arc voltage and plume
enthalpy. It also acted to create a reducing environment. This
reducing environment would minimize oxidation. When too much
hydrogen was present though, the reducing benefit was minimized.
This is due to the limited amount of oxygen available to be reacted
with or ‘gettered’. H* ions are very reactive and a surplus of them
appeared to create unfriendly plume conditions.

Determining ideal plasma gun operation was strictly empirical
and required extensive investigation. The additive effects of ionized
plasma gas behavior, electron behavior, and particle interaction,
cloud the understanding of what is taking place as a coatings is
deposited. When parameters are not ideal the coating may have poor
structure and/or wear performance. Determining which parameter
change, if any, will improve the coating can only be found by trial
and error. This experiment illustrated the need for reoptimization
when the substrate geometry changes dramatically, and further
illustrates how complex the plasma system can become.
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4.5.2 Large Scale Testing

The three full scale tests included: the track lab, rolling load
machine, and FAST implant. The track lab test consisted of a short
length of track which is raised on each end. The coupons are placed
in the center portion of the track. The geometry of a track lab
coupon was illustrated in Figure 2.11. A four axle, 263,000 |b car
runs back and forth over the coupons, at a speed of 10-15 mph.
Durability was measured in cycles, which is multiplied by the load
to give million gross tons (mgt).

The rolling load machine consists of a 36 inch diameter
cylindrical wheel which rolls backwards and forwards over the rail
head. The wheel travels over the rail, which is fixed on the machine
bed, at 10 in/s. Two vertical actuators acting through the rail apply
a vertical load up to 80 kips. A third actuator can apply a horizontal
load and to maximize contact stresses, the rail can be tilted 45°.
Tilting the rail increases contact at the gage corner, which better
simulates conditions in the field.

The FAST implant test consisted of bolting a 12 foot section
of coated rail onto a test loop. The train had four locomotives and
75 loaded cars, yielding 316 axles of 78 kips per train pass. The
curvature of the track was 2 to 3% in the location of the FAST
implant.

The track lab coupons which were spray coated with steel had
poor initial performance, as shown in Table 3.35b. Sample RLM1 was
1 to 1.5 mm thick and had the unoptimized coating microstructure.
The surface preparation was limited to only alumina grit shot
blasting. Track Lab coupons TL1 and TL2 also had poor
microstructures due to the unoptimized gas parameters. Both
samples had a coating thickness greater than 1 mm. Feathering the
coating thickness at the ends of the coupon in TL2 improved the
durability over TL1. The coating had very little strength when a
shear load was applied. The nature of the track lab test would aflow
side impact of the coating if the coupon was not flush with the rest
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of the track. When the ends were feathered, the mismatch would be
minimized.

Track Lab coupons TL3 and TL4 were sprayed using the
optimized spray parameters. The surface preparation involved
cleaning of the surface with alumina and texturing with steel shot.
Tests have shown this yields the roughest surface and improves
steel coating adhesion.180 TL3 was sprayed with a 308 stainless
steel as opposed to a 1080 steel, to compare performance. Stainless
steel forms a very tenacious oxide layer. It was hypothesized this
would improve its debonding resistance. Both TL3 and TL4 were
coated with nylon to measure the durability and friction reduction of
a nylon / steel coating when subjected to larger scale testing.

These samples marked the reduction of coating thickness to 0.25 -
0.5 mm for improved debonding resistance.

The full scale track samples were coated in two areas to
maximize testing. RLMZ2 through RLMS consisted of a 1 mm and 0.5
mm 1080 steel coating overlaid with a 30-50 ym nylon coating.
Table 3.35a and b summarized the test parameters and results. Both
new and worn head hardened rail were used to assess the effect of
substrate hardness and subtle geometric changes on coating
performance. The differences in steel coating thickness allowed for
a direct comparison of coating performance as a function of
thickness. Both coatings had identical surface preparation, spray
procedure and ambient conditions. As these coatings were deposited
within a short span of each other the preparation and deposition
procedure remained identical, and human inconsistencies were
minimized.

The last full scale sample was a 12’ rail. This sample required
an interrupted spray to vary the working distance. This may have an
effect as it creates a second interface. A second interface has not
been shown to adversely effect a coatings performance, but it is not
thought to improve it. The steel thickness was more difficult to
control because of coating deposition rate fluctuations, which were
caused by multiple rail head rotations and the ackward size of the
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sample. In spite of this, coating thickness is estimated to be 0.25 -
0.5 mm. This FAST implanting allowed the rail will be tested on
both the top and the gage face for friction and wear performance.

The full scale tests gave a good understanding to the behavior
of the laboratory developed coating. The mechanisms of failure
were similar to that seen when Amsler testing. The coatings
debonded, and durability was reduced as the steel coating thickness
increased. The polymer film appeared to wear away prior to steel
coating failure. The full understanding of the failure analysis is a
study onto itself, but initial results follow the pattern of laboratory
observations. The large scale tests give hard data as to the success
of nylon / steel coating system in transitioning from the laboratory
to the field. The initial results are promising with respect to the
expectations of industry. Further development is necessary before
full transitioning of the coating system to the field can be
accomplished.



Chapter Five
Conclusions

1) Graphite / 1080 steel coatings

Nickel-coated graphite was readily retained in 1080 steet coatings.
The durability was 10-15k revolutions for 0.5 mm and 0.25 mm thick
coatings, when creep remained around 5%, with a contact pressure of
1220 N/mm?2 and below. The friction coefficient was 0.14.

The wear mechanisms consisted of particle pull-out caused by crack
networks and edge effects.

Nickel-graphite volume fractions between 6-12% had the best
performance. Below 3%, friction reduction was minimal and above
12%, the wear rate increased.

Certain contact conditions lessened the friction reduction ability of
nickel-graphite. These included increased sliding speed between
rollers (creep or RPM) and any increase in surface roughness of the
bottom roller.

Severe contact conditions (35% Creep and P, > 1220 N/mm?)
produced rapid coating degradation.

Graphite powder was not a viable material for coating production as
it was difficult to retain.

Nickel-graphite / 1080 steel coatings had excellent durability when
contact condition were mild. (Creep < 8% and Po< 1220 N/mm2).
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2) Copper / 1080 steel coatings

Copper wire when co-deposited with 1080 steel produced large
copper volume fraction (30-60%) coatings. Copper powder allowed a
broader volume fraction (6%-40%) of copper to be retained.

The durability was low (>2000 revolutions), with minimal friction
reduction (y=0.37) in some tests. Material transfer to the bottom
roller occurred in proportion to the retained copper volume fraction.

Twin wire spraying illustrated wire interaction within the plasma
plume. Interaction was minimized when wire injection distance was
offset by 12 mm or more.

3) Polymer / Steel Coatings

Excellent durability at Po= 1220 N/mm2 and 35% creep was achieved
by nylon and URMW when deposited over a 1080 steel or 308 L-Si
stainless steel coating.

The best performing coating was nylon / 0.25 mm stainless steel
with a durability of 12-14k revolutions, with friction increasing
from 0.10 at test onset to 0.25-0.30 at test termination

Seven stages of wear were identified in the polymer system. These
generally appeared to be consistent regardless of the polymer type
or steel coating thickness.

The incidence of debonding was minimized by reducing steel coating
thickness to 0.25 mm instead of 1 mm.

Preliminary tests of polymer / steel coatings in the field have
shown some friction reduction with promising durability. Further
evaluation is necessary to claim success or failure.
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Chapter Six
Synopsis

6.1 Future Work

The analysis of the steel coatings containing graphite, copper,
or a polymer raised a windfall of questions. A separate thesis could
have been dedicated to each system in order to completely
understand the wear behavior. Many of the questions were academic,
in that the discovery of their answer would not improve the coatings
performance. Some question though, may offer some greater insight
as to the behavior of the coating systems and also offer means of
Improving coating performance.

In the graphite / steel system, graphite was the cause of a
large quantity of initiated cracks in the coating. If a tougher, more
wear resistant matrix were used, would it increase the coating life?
Perhaps a high strength (i.e. SAE 4340) steel or a superalloy would
provide better toughness against crack propagation between graphite
particles. Also, at what creepage does the graphite lose its ability
to lubricate? Wear tests using creep values varying from 5% to 35%
in increments of 1% could reveal the critical creep where the film
ceases to lubricate. The film would probably become less and less
effective, with the average friction coefficient rising, as creep was
increased. In addition, a range of nickel-graphite powder (50 ym-
500 ym) may vyield a relationship between mean particle size and
durability. Finally, further understanding of the graphite film with
respect to the film’s thickness and structure may offer clues to how
its life may be extended.

Future work with copper as a lubricant for rolling/sliding
contact could focus on the transfer of material and how it affects
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durability. A closer study of the relationship between contact
conditions and volume fraction may yield a better understanding of
why these coatings failed. Copper / steel coatings could be tested
in an open system to eliminate the buildup of transferred material.
However, copper as a lubricant under these contact conditions has
not shown any optimistic performance and is, in the opinion of the
author, completely unsuitable for wheel/rail interaction.

The polymer / steel system could benefit the greatest from
future work. Continued study of the optimum surface roughness may
increase durability. Reproducing the steel coating’s surface texture
may eliminate the need for a metal coating. There are many types of
polymers available. A broader study of polymer types could be of
benefit. Increasing the steel coating durability may allow multiple
redeposition of polymer. This comes under the guise that the steel
coating’s surface can be retextured to that of a freshly sprayed
coating. Tests in the field should continue, with large sections of
track being coated. Field testing will give better clues to the
degradation process of the coating and may offer solutions to
overcome them.

6.2 Final Comments

In a dissertation it is commonly expected that the results will
yield new, discovered information. The scope being to expand on
related work and in most cases break new ground. The goals in the
beginning of the project were to develop a self lubricating coating
using the existing 1080 steel coating matrix. This coating would
have to endure high contact pressures and creepages. This left a
wide envelope for possible materials and coating systems. The
analysis of the three systems attempted to characterize the
coatings and provide a foundation for predicting the behavior of
other similar coatings.

The three specific systems: graphite, copper and polymers
were decided upon because of their diverse wear behavior. In
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essence if one system failed, its shortcoming would not influence
the whole project. This was clearly evident with the copper / steel
coating system. The failure to lubricate or illustrate friction
reduction under these sever conditions did not discourage the
investigation of polymers or graphite. Graphite had a completely
different lubrication behavior, slip of the crystal structure. The
polymers utilized their inherent low wear rate and durability.

Thermal sprayed coatings as a whole have undergone intensive
investigation, but the applications have been very specific. The
testing of sprayed coatings under rolling/sliding contact was
uncharted territory. As a result promising leads were followed and
abandoned if shown to be unsuccessful. This was balanced though by
investigation of why the system failed. It was known early on that
copper would not be suitable for the end use of wheel/rail
interaction. Nonetheless, it was investigated so that the wear
mechanisms and failure of the coating could be understood.

The industnal applications of this project focused on the
railroad industry. The coating parameters and performance was
tailored around rail deposition for wheel/rail contact. Even if the
most suitable coating system (nylon / stainless steel) is never
applied to a rail in the field, other applications may be realized.

The severe environment of wheel/rait contact may have indirectly
provided accelerated testing results for the coating utilized
elsewhere, e.g. a high load, pure rolling bearing.

Overall these coatings were an attempt to reduce or eliminate
the need for outside lubrication in a rolling wear condition. Since
these conditions exist in many places, many applications can be
found. This study provides the groundwork for future coatings in the
diverse area of rolling / sliding contact. It also offers insight how
other coatings may behave at low load sliding conditions.

Though the results were poor for some coating systems the
contact conditions were about as severe as can be. Metals and some
other materials under these same conditions in general, would
disintegrate at a rate of 10 to 10,000 times greater!
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