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Abstract

The purpose of this paper is to present a brief overview of the MD* thermal spray
process, review the current existing models of heat transfer and fluid mechanics
relevant to this process, outline a simplified thermal model implemented together
with the results, and discuss the activities required for the implementation and
verification of an accurate temperature model of the MD* thermal spray process.
The thermal model involves a mixed Lagrangian/explicit Eulerian algorithm to
track the solidification for the time-dependent, one-dimensional heat equation.
The effect of operating parameters (droplet/substrate temperatures, droplet
size, etc.) on temperature distribution and remelting thickness is predicted.
Furthermore, the motivation behind the desire for accurate spray temperature

prediction of the ongoing Navigator project will be discussed.




NUMERICAL MODELLING OF THERMAL SPRAY SYSTEMS

Overview

The original uses of thermal spray techniques involved the application of
thin films, either for the corrosion resistance or thermal properties of the film
material. The thermal spray process also offers a novel manufacturing technique
with advantages over more conventional forming methods (i.e., casting and
machining) by virtue of its ability to rapidly fabricate a near net-shape structure.
The spray process developed at Carnegie Mellon is known as MD* (Weiss, et al.
1992). In this process, an object (monolith) is built up by the spraying of
successive layers of material, while the monolith's shape is maintained either
through the use of spray masks for each deposition layer or by machining after
each sprayed layer. This process permits the manufacturing of complex
geometric structures and the selection of varied material deposition for composite
and laminate structures that would either be difficult or impossible to create using
traditional methods. Additionally, this method will permit rapid prototyping. A
further benefit is the feasibility of integrating electronic and mechanical
assemblies in which the electronic components are embedded within the sprayed

structure and the interconnecting wiring are generated via the spray process.

| The goal of the Navigator project is to manufacture a wearable computer
capable of providing specific navigating information to the user. The computer
interface is either voice or mouse activated, and a small display screen is
provided near the user's eye. Spray manufacturing has been selected for the
Navigator, among other reasons, for its flexibility in packaging the electronics as
well as its ability to provide any necessary configurations dictated by heat

removal requirements.




There are three methods of thermal spraying under consideration for the
Navigator project: electric arc, plasma, and weld-based spray. With the electric
arc method the deposition material is continuously fed into the spraying
apparatus in wire form. An arcing current is passed through the material to be
sprayed, melting it, while a gas propels the molten material to the substrate

where solidification takes place (Gerdeman and Hecht, 1972).

The plasma spray process, which was originally used as a means of
providing intense heat for experimental purposes, generates the heat necessary
to melt the deposition material by passing an inert gas (usually argon) across two
electrodes. Electrons from the gas molecules are stripped and accelerated
creating a plasma that is far above the melting point of any material (10,000+ °K).
The material to be sprayed, which is typically in powder form, is then fed into the
discharge of the plasma gun and propelled by the inert gas onto a substrate

(Gerdeman and Hecht, 1972).

The third process; weld-based spray, employs a process similar to
conventional- welding, where the material to be deposited is originally in wire
form. Unlike traditional welding, the wire is elevated away from the substrate in
order to protect the deposited layers from the heat generated by the melting

process, although high droplet temperatures are created.

While the plasma process has the highest gas nozzle temperatures (in the
range of 5,000+ °C), the actual droplet temperatures existing at impact are
comparable to the electric arc process. This is due to the fact that while the rate
of plasma to droplet energy transfer is greater for the plasma process, it is the
ensuing heat transfer to atmosphere occurring during the droplets® flight to the

sprayed surface that is the dominant factor. For both the plasma and arc




processes the droplets are small (on the order of hundreds of 100 microns) and
the heat transfer cools the droplets to near melting point conditions. With the
welding process the droplets are larger (thousands of micrdns range) than for the
previous processes. Because of the greater droplet volume to surface ratio for
this process the release of droplet heat to the atmosphere is less complete at

impact and the temperature of these impinging droplets is consequently greater.

Both the electric arc and the plasma spray methods result in droplets that
are nearly at their melting points at impact (either above or below). The welding
method is the sole process of the three that generates liquid droplet temperatures
significantly above the melting point. The welding and electric arc methods are
restricted to spraying metals, while the plasma method could also be used to

apply plastics or ceramics.

The results for the different deposition processes can vary considerably
from one method to the next. In particular the plasma spray process, with its
considerable nozzle temperature, will require consideration of radiation heat
transfer taking place from the nozzle to the deposit surface. The welding spray
process introduces the most heat to the substrate because of the relatively large
droplet sizes and temperatures. With this process the solidified substrate may be
remelted by the impinging droplets. This remelting has crucial effects on the
quality of the bonding of successive deposition layers, and will be closely

examined in the modelling process.

During the process of spraying the electronic wiring within the monolith it will
be necessary to ensure that the fabrication temperatures remain below any
maximum limit set for the electronic components. This is in opposition to the fact

that the quality of the bonding of the successive layers is improved if the




impinging liquid droplets have sufficient energy to slightly remelt to previous layer
deposited. The extent of remelting must remain slight in order to maintain the
dimensional integrity of the monolith. The motivations for modelling the melting
phenomenon are therefore to aid in both the selection of manufacturing process

parameters that protect the electronics and optimize the remelting.

The properties of the deposited materials (mechanical, electrical, and
thermal) vary depending on the choice of spraying parameters. Beyond the
remelting effect, the rate of cooling of the deposited material will also determine
its structure, and thereby its material properties. These properties can be
significantly different from non-sprayed values for the same material. Modelling
of the temperatures that result from different application techniques could allow:
the more accurate prediction of material properties. With better knowledge of the
anticipated properties, modifications to both the spray process and the system
configuration could be proposed to maintain optimal operating temperatures for

the device.

Existing Thermal Models

Efforts to predict the temperatures generated in spray processes have been
performed by several researchers. The spray processes considered have
involved gas-propelled, plasma or electric arc heat methods. The materials
sprayed have usually been metals (or alloys) sprayed in thin films onto metal

substrates for the purpose of surface protection.

With previous models (Pawlowski et al.41981; Pawlowski, 1982) the plasma
spray process is modelled using both an analytical and a finite difference

approach, considering only one-dimensional heat transfer. The analytical




method uses simplifying assumptions regarding the heat transfer across deposit
layer interfaces. Linear temperature profiles are assumed across the deposition
layer, and there is no calculation of the melting front location. Instead, both
models treat the latent heat released during solidification as a heat input source
term. El-Kaddah et al. (1984) make use of the Stefan results in a temperature
based model to derive a one-dimensional analytical solution to the plasma spray
process, and then extend the solution to reflect the two-dimensional profile of the
spray front using a finite difference technique. Bewlay and Cantor (1991) use a
similar finite difference formulation and incorporate contact resistance across the
substrate boundary and Stefan solution profiles in the formulation for an electric
spray process. Mathur et al. (1991) model the Osprey process, where a stream
of previously molten metal is atomized by inert gas in a rapid solidification
deposition process. The energy balance is expressed in enthalpy terms instead
of temperature, as a means of handling the sharp variation of enthalpy that exists

at the phase change temperature.

Existing Solidification Models

The classical consideration of a solidification (melting) front was proposed
by Stefan. The original problem was intended for the prediction of the melting of
sea ice and was presented as two semi-infinite surfaces (solid and liquid phases)
in contact, with the contact surface defined to be at the melting temperature and
the heat fluxes across this interface balanced by the release of latent heat (the
Stefan condition). The analytic solution (attributed to Neumann) contains
exponential and error-function terms. Crank (1984) provides an in-depth review

of related Stefan formulation problems.




The bulk of the literature considering detailed treatment of a solidification
front involves casting processes. As such the problems are usually stated with
liquids deposited in some type of moid. A simplification often used is to assume
that the liquid is at the melting temperature instead of superheated. In other
formulations (Garcia and Prates, 1978; Garcia et aly 1979), the solidification of a
non-superheated cast is modelled using Stefan solution approximations first with
constant temperature at the mold interface and then with a semi-infinite mold
model. Hills et al. (1975) include superheated liquid in a finite difference method

for an unstirred mold.

Other research areas for casting problems include the consideration of
natural convection effects due to the temperature induced buoyancy of the liquid
phase and the finite solidification front width associated with alloys. Convection
must either be included in a transfer of momentum equation, or neglected as
being insignificant. Hanumanth (1990) handles this effect using finite difference
methods. With the solidification of alloys there will be an intermediate "mush”
region between which a fraction of the alloy metal is solid and a fraction liquid.
Clyne and Kurz (1981) and Clyne (1982) present several numerical methods for
the treatment of alloy solidification, as well as a method of treating this "mush”
region within the heat transfer equation. Modelling the effects of convection and
alloy solidification can be combined with the highly complex (and unsolved)
phenomenon of dendritic growth of the solid front, as discussed by Viskanta
(1988).

Existing Fluid Dynamic Models

Our current one-dimensional heat transfer modelling of the spray process

does not require consideration of fluid dynamics. However, future efforts to




simulate the problem more accurately and for a wider range of parameters
require the consideration of the hydrodynamics of the impinging droplets.
Ignoring these effects is valid when the time required for a droplet to flatten
against the substrate is significantly shorter than the time required for the heat
transfer to occur. When the two times are of the same order of magnitude it will
not be valid to ignore fluid dynamics. Hence, this flattening process is a
precursor to the thermal process and may require inclusion for accurate

modelling.

Direct numerical simulations involving both the hydrodynamics and
temperature prediction for a droplet hitting a substrate have not been performed
to date. Several models of droplet impaction have been generated to date.
Madejski (1976) uses the Stefan freezing solution with total energy assumptions
(kinetic, friction and surface tension terms) to derive an analytic equation for the
height of a "splat®. Trapaga and Szekely (1991) expand on Madejski's work by
modelling the fluid dynamic effect using finite difference methods. Williams and
Jones (1975) take an analytical look at the effect of the droplet temperature on
the resulting thickness of the "splat'. Moreau et al. (1992) investigate this
problem experimentally and find that the cooling rate and the duration of the

flattening process depend on substrate conditions and thickness.

Model Deficiencies

The thermal spray process to be modelled involves a liquid droplet
impinging on a solid substrate, and possibly remelting a portion of the substrate
before the entire droplet solidifies into a "splat". The existing models outlined do

not represent this complete process. The major drawbacks are as follows:




1) The temperature models for spray processes do not consider the specific
location of the melting front (either within the deposition layer, or with initial
remelting of the substrate), and instead treat the latent heat as an energy input
term. As an initial step in the modelling of the MD* thermal spray process, a one-
dimensional heat transfer model that includes the determination of the melting

front location is desired.

2) The geometry of the actual manufactured process and shape may also
make the assumption of a one-dimensional problem sufficiently inaccurate for
adequate temperature prediction. Depending on the orders of magnitude of the
impacting and cooling processes, modelling that incorporates multi-dimensional
effects, together with the dynamic effects of the droplet impaction may then be

required.

3) The solidification models which typically consider alloys and casting
processes do not address the physical process of superheating, rapid deposition
and solidification that defines the thermal spray process. The inclusion of natural
convection into the model should be unnecessary for thermal spray because
there is insufficient time for this convection to develop. Alloy solidification and
dendritic growth would not be required for the thermal spraying of pure metals or

other non-alloy materials.

Proposed Model

The formulation of a model for determining thermal spray process
temperatures is initially simplified to a purely heat transfer problem by making the
assumption that an individual droplet strikes the solid surface and flattens much

more rapidly than the time required for the droplet to solidify. Because the




cooling is faster than the time between droplets hitting the surface, a one droplet
model is used. The shape of the impacted droplet is much wider than its height
so the model can be further simplified to a one-dimensional differential equation

of the form:
- : k
PPt dxL  dx [dx?j dT LdxJ dx?

This equation is valid for both the liquid region as well as the solid region.
For the liquid region, combined convective and radiative boundary conditions

exist at the top surface, while the energy balance:
p*(LatentHeat)*|f = ks*5 " ki*’\l;
!1% d? dt

is applied at the interface between the liquid and solid regions. For the lower
boundary of the solid region a constant substrate temperature at a far distance
from the spraying surface is employed (Figure 1). While the thermal conductivity
(k) is a function of temperature, for the materials considered it is weakly
dependent. Therefore, although the thermal property variation with temperature

is modelled in the problem, the dk/dT term is not.

The above equation can then be discretized using an explicit formulation as

follows:

ra) = r-'(j) + a*At/(AX)*[r-1(+) - 2*r-1(i) + r-"0-i)]

T"(j) isthetemperature at mesh point j, and time step n
T'W) is the temperature at mesh point j, and time step n-1

cc=k/(p*cp)




The explicit form of the finite difference formulation was used because of its

simplicity, however, it is then necessary to meet the stability criteria:

At < Ax?/(2a)

The spray process is sufficiently rapid that the small time steps imposed by

stability do not present a significant calculation problem.

In order to track the exact location of the melting front during the
solidification process a three-point Lagrange interpolation formula is used to
approximate the temperature function. This assumes a form that is similar to the
above finite difference formulation, however, permits the location of a "node"
point corresponding to the melting front to vary. The Lagrange formulation of the
finite difference equation is used for the nodes before and after the melting point.
The mesh point in the liquid region one step prior to the melting front has the

formula:

A= 2%a/(AX)**[Tmeit/(P(P +1))- T(j)/p + p*T(j-1)/p + 1)]

while the mesh point in the solid region one step beyond the melting front has the

formula:

5at = 2*al(AX)**[T(j+2))/(2-p) - T({+1)/(1-p) + Tmey/(1-p)(2-p))]

The parameter p has a value between 0 and 1 and represents the location
of the melting front between the j and j+1 mesh points. The new value of p is

calculated after each iteration using the interface energy balance equation:

p*(LatentHeat)’;’,E = Kk.*N - Ki®=—

dx/dt is discretized as (pn-pn_1)*Ax/At
ks is the solid conductivity, k| the liquid conductivity.
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The finite difference formulation for the latent heat energy balance equations
yields:
Pn = Pn-1tce*{(2p-3)*Tw/[(1-p)(2-p)]
b @-pT(+(Lp) - (1-p UV EP)

| ST(j)/
Car (T (p+ 1) - 1) P
+ (2p+1)*Tmer/[P(P+1)]}

where cg = k.*At/[ps(LatentHeat)(Ax)?]

and ci = ki*At/[p,(LatentHeat)(Ax)?]

For the initial interface temperature when the liquid droplet first strikes the
solid substrate (with both liquid and substrate temperatures known) the Stefan

interface solution is used to approximate the temperature as follows:
Tinter. = [RATIO*T|ig + Tsol]/[1+RATIO 1
RATIO = [(K*Cp*p)iig/(K*Cp*p)sor]*’?

For the complete duration of the thermal spray system modelling, the Stefan
solution is not an accurate representation of the actual boundary conditions.
However, for the initial interface condition the solution above can be used
because boundary conditions corresponding to two semi-infinite bodies in contact

do remain valid until the temperature propagates to the liquid surface.

Results

The model described above has been implemented for the cases of a 304
stainless steel droplet on a similar substrate, a zinc droplet on a zinc substrate,
and a stainless steel droplet on a zinc substrate. The importance of model-

related effects of spatial and temporal resolution are investigated, as well as the
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effect that the surface convection/radiation conditions have on the results. The
primary focus of the simulation then involves the effect that the droplet size and
temperature has on the remelting phenomenon, and similarly the effect that

substrate temperature has on the remelting.

For a given model, the size of the liquid droplet is required as input. The
discretization is then performed to fix the ratio of the mesh points spanning the
liquid and solid regions. To ensure the validity of the lower boundary condition
(Too equals initial Tsub), simulations were run where the ratio of liquid to solid
was chosen to create a very large solid region (Figure 2). Based on the results, a
minimum substrate depth of 750 microns was required for a liquid droplet size of
100 microns to ensure that the lower boundary condition remains valid during the

time of the simulation. This mesh size and ratio is then used for all simulations.

Both spatial and temporal resolution are investigated. For a 100 micron
droplet, it is necessary to divide the droplet into 20 nodes to converge on a
solution; further subdivision only increased computation time without any change
of accuracy. While the numerical stability criterion (previously stated) imposes a

maximum time step of less than 3x10"’

seconds, the solution converges when
step sizes were less than 5x10"° (Figure 3). This additional time step refinement
is probably influenced by the added approximation introduced by the Lagrange

temperature interpolation used to resolve the melting front migration.

The surface convection and radiation effects are also analyzed by
performing a sensitivity analysis of the convection and radiation parameters. The
surface heat transfer coefficient is calculated using a correlation for impinging
gas forced convection (Guyer, 1989). The radiation is considered to be-a

constant input source resulting from the plasma nozzle (Pawbwski et al., 1981).
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Both of these effects are found to be insignificant compared to the conduction of
heat into the substrate. The conclusion is that the conduction is such a rapid

effect that convection/radiation effects do not have sufficient time to take place.

For both the cases of stainless steel impinging on stainless steel and zinc
impinging on zinc, the initial conditions are varied in an attempt to achieve
remelting. For stainless steel, Figure 3 shows the effect of increasing droplet
temperature on remelting, Figure 4 the effect of increased droplet size on
remelting, and Figure 5 the effect of increased substrate temperature. Figures 6

through 8 show similar effects for zinc.

The conclusions drawn are that remelting will not occur for "reasonable”
droplet temperatures without significant substrate heating above ambient
temperatures. This can be influenced by either directly pre-heating the substrate,
or by controlling the rate of spraying, the temperature of the impinging droplets,
and the cooling rate of the substrate. Because zinc has a higher thermal
diffusivity, it is more readily remelted than stainless steel. A reasonable
temperature is considered to be only a few hundred degrees above the melting
point (1425°C for stainless steel, 420°C for zinc). Increasing the droplet size
extends the time for solidification to occur and increases the thickness of
remelting (when conditions permit remelting), but it does not create a remelting

condition if the temperatures are insufficient.

For the simulation of a stainless steel droplet impinging on a zinc substrate
the melting point of the stainless steel is sufficiently high enough to generate
melting in the zinc regardless of droplet size. For larger droplet sizes, the extent
of remelting increases. Again, with its greater thermal diffusivity, the layer of zinc

remelted is larger than the stainless steel droplet size. This model actually tracks
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two simultaneous melting fronts, because while the zinc is melting, the stainless
steel is solidifying. This model offers a more qualitative simulation of the two-
metal phenomenon because the model temperatures at the interface indicate that
a small (20 micron) layer of the zinc exceeds the zinc boiling point, while the
model does not account for the heat of vaporization that would accompany this

phase change.

Future Activities

Thermal spraying is a very complex process that has tended to develop and
evolve in an empirical fashion. For this reason, and the fact that any
mathematical model must be verified, it will be necessary to compare model
results with actual data. Knowledge of the actual spraying temperatures
experienced are required to verify that electronic components will not be
damaged. This can be accomplished using thermocouples sprayed or
embedded in the test monolith. The determination of a remelting condition, which
takes place in an order of magnitude of 10" seconds, can be verified using
metallographic examinations. Metallographic techniques are expected to yield
information not only on the extent of remelting (depth) but also the rate of cooling,

as reflected by the resulting microstructure (McPherson, 1981).

It will be necessary to measure the resulting thermal properties of various
sprayed materials at varying operating conditions so as to correlate spray
parameters with resulting material properties. There is also a need to extend the
modelling to include the fluid dynamic effects of droplet impact and the two-

dimensional effect of lateral heat transfer.
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Figure Captions

Figure 1.

Figure 2.

Figure 3.

Figure 4.

Figure 5.

Figure 6.

Figure 7.

Figure 8.

Figure 9.

"Model Formulation/ Overview of the model boundary conditions and
melting front movement.

"Temperature vs. Time," Results from the simulation using zinc, with
an extended solid region.

"Temporal Stability,” Melting front location vs. time using zinc, for
various time step increments.

"Melting Front Migration," 304 stainless steel with a constant substrate
temperature and droplet size, and varied droplet temperature.

"Drop Size Effect,* 304 stainless steel with a constant substrate
temperature and droplet temperature, and varied droplet size.

"Melting Front Migration," 304 stainless steel with a constant droplet
temperature and droplet size, and varied substrate temperature.

"Droplet Temperature Effects,"” Zinc with a constant substrate
temperature and droplet size, and varied droplet temperature.

"Drop Size Effect" Zinc with a constant substrate temperature and
droplet temperature, and varied droplet size.

"Substrate Temperature Effects,” Zinc with a constant droplet size and
droplet temperature, and varied substrate temperature.

Figure 10. "Melting Front Migration," Stainless steel droplet on zinc substrate.

Droplet size and substrate temperature constant, droplet temperature
varied.

Figure 11. "Melting Front Migration," Stainless steel droplet on zinc substrate.

Droplet temperature and substrate temperature constant, droplet size
varied.
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Model Formulation

/I\ (Figure 1)
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Temperature vs. Time

(Figure 2)
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TEMPORAL STABILITY
(Figure 3)
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Melting Front Migration
(Figure 4)
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Melting Front Migration
(Figure 6)
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Droplet Temperature Effects
(Figure 7)
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DROP SIZE EFFECT
(Figure 8)
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Substrate Temp. Effects
(Figure 9)
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Melting Front Migration
(Figure 10)
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(Stainless Steel on Zinc substrate.
Tsub - 25. drop - 100 microns.
TlHqg for: Run 1 - 1600. Run 2 - 1450)




Melting Front Migration
(Figure 11)

Location (Microns)

Time (1E-4 sec.)

—— St. 8t. 76 micron —+— Zinc 75 micron
—¥—= St. St. 100 micron —%— Zinc 100 micron

(Stalnleaa Steel on Zinc substrate.
TIIq 1450 Taub - 25)



