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Abstract

Numerical methods are utilised to reproduce the evolution of a system observed in natural
phenomena. Within the area of materials science there is an increase of interest in modelling
techniques that can accurately predict the microstructure of a material subject to various
processing conditions. Recently, there is a requirement of techniques that have the ability to be
applied to systems involving microstructural change in the presence of fluid flow. This presents
a challenge since the forces governing these processes involve those predominately influenced

by thermodynamics as well as those influenced by hydrodynamics.

The phase-field method, a popular technique used in this area, has been shown to have the
ability to cope with phase transformation dynamics such as solidification and solid-state phase
transformations. However, its predictive capabilities mainly apply to a flow free environment
where flow effects are minimal compared to other effects. Other techniques such as smoothed
particle hydrodynamics exist that are more than capable of describing the mechanisms of flow
demonstrating superiority in many complex flow problems. The thermodynamic quantities
related to the evolution of a system to which this method is applied must then be consistent

in order to be translated between models.

This thesis develops the tools necessary to deal with phase growth and microstructural change
within the presence of flow. This is done by developing phase-field models that can efficiently
deal with displacive transformations in steels as well as diffusive, and SPH models with the
ability to be coupled with thermodynamics. The phase-field models are developed to be applied
to structure growth observed at relatively low temperatures within steels, namely martensite
and bainite growth. The SPH method is analysed in order to assess and provide solutions for

consistency when considered for coupling with models mainly dependent on thermodynamics.
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Chapter 1

Introduction

1.1 Steel processing

Steels are iron-based multicomponent alloys and are utilised in many industries such as au-
tomotive, machining, construction and transport. The steel industry involves many complex
processes from extraction of iron to manufacturing of components. The steel process may
be summarised in steps as: ironmaking, steelmaking, casting, thermomechanical treatment and
plastic deformation. Ironmaking is the process of extracting iron from iron ore. In blast furnace
ironmaking, iron ore reacts with coke and limestone and eventually forms immiscible liquid iron
and liquid slag. Complex fluid flow (e.g. CO and C'O, gases flow through a packed bed formed
by iron ore, coke and limestone) and chemical reactions (e.g. FesO3 + CO = 2FeO + COs,
Fe304 4+ CO = 3FeO + COy and FeO 4+ CO = Fe + CO,) are the major issues to be consid-
ered in ironmaking in order to improve the productivity and energy efficiency. The resulting
liquid iron from ironmaking is called hot metal and contains a much higher than required
carbon content. The hot metal is then refined in oxygen converters in order to adjust its
carbon content, together with the chemical compositions of other elements to their desirable
levels. Oxygen gas is pumped into the converter with supersonic speed which generates vig-
orous flow in the converter. The reactions between elements in liquid metal and oxygen (e.g.

C 4+ Oy = COq, S; + 20 = 5;0,) are required to be managed precisely to produce steels with

5



6 Chapter 1. Introduction

the desired compositions. The reacting zone is usually an emulsion consisting of gas bubbles
(e.g. COy and Os), liquid droplets (e.g. Fe and slag) and small oxide particles (e.g. ;04
and Al,O3). Complex fluid and chemical reactions are again the most important processes to
be controlled in steelmaking. During this step, the liquid steel is often treated by mechani-
cal/electromagnetic/bubbling stirrings and/or adding elements to adjust its composition or to
remove impurities depending on the requirement of the final product. In continuous casting,
flow of liquid steel in the tundish, ladle and casting mould affect the cleanliness, porosity, solute
segregation and quality of the slab/billet/ingot. The continuous casting process is shown in
Figure 1.1. The flow behaviour in the casting mould is also affected by the moving solid-liquid
interface during solidification. Flow behaviour and phase transition are the two most important
processes to be controlled in casting. In thermomechanical processing, heat and mechanical
deformation (rolling) are implemented to alter the microstructure and mechanical properties of
steels. The solid-solid phase transition and strain-stress distribution are important factors to be
considered in this processing step. Displacive phase transformations are affected by the strain-
stress field. After the thermomechanical processing, the steel products are frequently coated
with metallic elements (e.g. Zn galvanization) and polymers to improve the surface properties
such as corrosion and wear resistance. Free surface flow and thin film complex flow are the
phenomenon that need to be considered in this step. Plastic deformation in the manufacturing
of the steel product to the engineering component is also an important scientific topic. This is

sometimes not classified as steel processing but manufacturing.

Flow affects chemical distribution and heat transfer. In turn, these influence phase transition
and subsequently microstructure formation in steels. The mechanical properties of steels are de-
termined by the corresponding microstructure. The processing-structure-property relationship
indicates the importance of processing conditions when it comes to the final quality of steels.
It is apparent that the mechanisms involved in steel processing are governed by complex fluid
flow and phase transformations, either distinctly or in parallel. In order sufficiently to model
and simulate these processes, models must be developed which can deal with mechanisms such

as the effects of stirring on transport properties, the effect of adding alloying elements on phase



1.1. Steel processing 7

Ladle

J_ Hydrodynamics

Hydrodynamics
+

Solidification
Deformation
|
Support |
roll

Ferrite Stgﬁ{ J

Austenite

Martensite
Bainite

other phases

Solidifyin
shg(l ¢

-V = =
Y Y ¥y Y T YTYTFYTTYTYTYTYCY

4
|

Slab

|
Solid state :
phase Reine
transformations

Figure 1.1: A diagram describing the continuous casting process and the important processes
involved. As seen in the diagram, hydrodynamic/fluid flow effects are important in the initial
stages of the continuous casting process. As the steel solidifies, phase transformations begin to
occur. Phases such as martensite and bainite are able to form after the steel solidifies and can
form during the deformation stage as well.
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transformations, phase transformations during heat treatment and solidification. It turns out

this is not a simple task.

1.2 Multiscale models for steel processing

1.2.1 Multiscale fluid flow models

When it comes to using numerical methods to describe or predict the evolution of a fluid sys-
tem, there is a notion of scale, say, microscale, mesoscale and macroscale. The smallest of
these, the microscale (e.g. ab initio, density functional theory and molecular dynamics), is
mostly concerned with thermodynamics and intermolecular forces and enables the calculation
of the most fundamental mechanisms which the larger scales can not. One such method is
molecular dynamics (MD). MD focuses on the properties and evolution of individual atoms or
molecules. While useful for determining properties for use in larger scale modelling [GLAR15],
MD is not suitable for describing the evolution on a larger scale such as microstructure evo-
lution and hydrodynamic effects. The length scale for MD simulations is usually less than 10
nm. Macroscale modelling is the largest of the three scales and can be described by the popular
computational fluid dynamics (CFD) method. Concerned mostly with hydrodynamics, tradi-
tional CFD models have a hard time dealing with free surface flows and due to its application
on a large scale, sometimes fail to capture small scale effects [Bes14]. Tt is particularly difficult
to use this method to deal with systems containing phase transitions where the volume of each
phase and the total area of the interface are not conserved. The method is suitable for systems
with characteristic length larger than 1 mm. Mesoscale computation bridges the gap between
microscale and macroscale calculations, and is particularly suitable for the simulation of a sys-
tem where both flow dynamics and phase transitions are equally important. Of the mesoscale
hydrodynamic models, the three prominent methods are dissipative particle dynamics (DPD),
Lattice Boltzmann equation (LBE) and Smoothed particle hydrodynamics (SPH). DPD is a
particle based off-lattice method and has been known to be unable to deal with fluid with high

Reynolds numbers and complex boundary conditions. This means its application to the pro-
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duction of steel is limited due to the complex boundaries formed by phase transitions. While
LB is a method reliant on a mesh and is superior to conventional methods when considering
systems with irregular interfaces, it is restricted by the requirement of a uniform temperature
field which is clearly not true for steel processing as well as being unsuitable for thermodynamic
consistency [YL03, HBTQO04]. Continuous casting is one example of applying a temperature
gradient during cooling. An extreme example is that of the growth of a single crystal for use in
turbines. A large temperature gradient is encouraged in order to result in a single orientation-
single crystal growth. The flows involved in steel processing are often turbulent and have high
Reynolds numbers, i.e. with large inertial forces compared to viscous forces, as high as over
20,000 making it difficult to provide a numerical method description [ZTVOO05|. DPD is unable
to deal with such high Reynolds numbers with its accuracy restricted to flows with a Reynolds
number of around 100 and below [KP04, MDPPTK13, PPTMDK13]. SPH however, does not
share these difficulties. In fact, SPH is renowned for its ability to deal with complex interfaces

and boundaries and has no trouble describing free surface flows.

1.2.2 Multiscale phase transition models

The treatment of computational microstructure evolution also comes in multiple scales. There
are significant efforts on using ab initio, density functional theory and molecular dynamics to
calculate nucleation and early stage crystal growth. Microscopic methods are also applied to
calculate the interface property and its kinetics. In engineering, macroscopic computation of
the phase transition includes the application of computational phase diagrams to predict the
fraction of individual phases and precipitates. In mesoscopic simulations, the phase-field (PF)
method has proven to be very popular and capable [MBWO08|. The PF method has been applied
successfully to microstructure evolving via diffusion [NC11, MMSVO06], including solidification
and high temperature solid-solid phase transitions [CYY01, TA98]. Another type of phase
transformation has a displacive nature, forming via a coordinated movement of atoms. Dis-
placive transformations, specifically martensite and bainite, have become increasingly popular

and sought after for applying the PF method [MZE13]. The general approach is usually from
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microscopic theory and satisfactory results have been obtained by the addition of multiple or-
der parameters and governing equations for these order parameters and the strain [MZE13].
These put great strain on computational resources especially when applied to large systems and
jointly with other models for competing structures. Bainite has hardly been studied using the
PF method and requires much more attention. Therefore, further study on the PF modelling

of these transformations which are not as computationally demanding are required.

Other mesoscopic phase transition models include the classical sharp-interface model (Stephan
model). The typical description of the Stefan problem involves a diffusion equation governing
heat transport for each phase separately with additional equilibrium equations over the inter-
face acting as boundary conditions. There are very few cases with an analytical solution. Direct

computation of these equations is very tedious and time consuming.

Suppose € is the set of points corresponding to the entire simulation domain and Qg(t),
Q(t) and I'(t) are subsets corresponding to the solid, liquid and interface regions at time
t respectively. Then the Stefan problem takes the form of the heat diffusion equation, the

equation for the normal velocity of the interface and the Gibbs-Thomson condition:

T+(¥) = DpA*T T e O\I['(t)
enDrT o5 = — Lo, Fel(t) (1.1)
T =Ty —06s0)Tyr./L—v,/M(0) rel(t)
\
where T, = %—f and Dr, L, cp, vy, Ty and k. is the thermal diffusivity, the latent heat of

fusion, the heat capacity, the normal velocity of the interface, the melting temperature and the
curvature of the interface respectively. M (6) is the interfacial mobility while 7,(#) is a function
of the surface tension. 7', is the rate of change of temperature in the normal direction to the
interface and the notation |5 denotes the solid-liquid interface. In addition to heat diffusion,
for a general non-pure material one may include equations governing solute diffusion to the

equations for the Stefan problem which have been omitted for simplicity.
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To begin the evolution of such a system, one must place an initial seed with a temperature
below the melting temperature presenting a metastable state. This will create an inhomogeneity
in the liquid and heat can begin to diffuse from the solid seed to the liquid. The morphology
of the seed with time depends on the preference to increase or decrease the surface area. The
interface between two domains naturally serves to increase the free energy thus reducing surface
area is preferable. However, the diffusion of heat from the solid is aided by a larger surface area
prompting a requirement to increase the interfacial area. This usually results in anisotropic

growth in the shape of a dendrite.

1.3 Numerical simulation methods

Simulation methods give us a means to the discretization of natural phenomena. It enables
the numerical solving of the mathematical equations representing the problem at hand, which
may not even be possible analytically without an extensive number of assumptions. In cases
where hands-on experiments are not feasible, or the costs for experimental investigation are too
high, numerical simulation is a worthy substitute. It is also often the case where simulations are
used to verify theoretical considerations as well as discover new phenomena or to observe how
a particular development occurs where in reality this would not be detectable due to technical

problems.

Before any numerical simulation can take place, one must first obtain or develop a mathe-
matical model (governing equations) representing the physical phenomena. It is then necessary
to determine how these equations are to be solved, which method is best suited to deal with this
type of problem, the nature of the boundary conditions and the implementation of all these
in code. The type of domain discretization becomes important when selecting a numerical
method. Some numerical methods employ fixed grids suitable for solid-state phase transfor-
mations whereas others do not use a mesh at all enabling the tracking of individual volume
elements in fluid motion especially useful when free surfaces and irregular interface geometries

are involved. The nature of the governing equations may also be different depending on the
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choice of domain discretization. For instance, for a fixed grid, the Eulerian form of the equations
of motion must be used for fluid dynamics. This involves a convective term which is not present
in the Lagrangian description used for the case where the interpolation points/grid nodes move
along with the fluid elements. While initially it may seem that using a Lagrangian approach
to modelling fluid flow is an obvious choice, if using a Lagrangian mesh, the mesh may become
too distorted if the corresponding fluid is subjected to large distortions [LL03, Ben92|. In other
words, the selection of an appropriate method for the simulation of a particular phenomenon

is vital.

1.4 Research aim

The aim of this research was to develop the tools to bridge the gaps in modelling and
simulation of steel processing. Two of the biggest gaps in steel processing simulation is the
modelling of solidification in the presence of flow and transformations not involving diffusion
such as martensite and bainite (Figure 1.1). During solidification, solidifying structures may
break off, rotate and collide with one another while solidifying. In order to simulate the complex
fluid in steel processing, the methods used must be able to deal with rapid fluid flow in the
presence of large distortions and cases where there is a free surface i.e. the surface of the
molten steel where it is in contact with air. In addition to this, the possibility of incorporating
thermodynamics should also be a reality. In order to do this, smoothed particle hydrodynamics
(SPH) and the phase-field (PF) method are to be utilised. The SPH method though has a
Lagrangian nature (i.e. the coordinate system follows the flow) is not reliant on a mesh. Instead
it represents fluid volume elements with particles and uses these as the interpolation points.
The method is efficient in dealing with shock waves, free boundaries and irregular interface
geometries. The PF method is selected to address the problem in microstructure computation
in diffusionless/displacive transformation. The PF method relies on a fixed grid, is derived
from statistical thermodynamics and is very popular in the area of materials science and solid-
state phase transformations. It has been very successful in the computation of microstructure

evolution in diffusive phase transitions. The problem that arises here is how to integrate a
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mesh-free method such as SPH and a grid dependent method such as PF. In fact, Eulerian and
Lagrangian methods [Ben92, HACT74] and Eulerian and meshfree methods [WWGB09] have
already been jointly used to tackle physical problems. In summary, both these methods have
no problems with complex geometries, have no requirement to explicitly track interfaces and
can be combined to represent the evolution of a physical system. In particular, the following

questions are to be addressed fundamentally in this thesis:

e A phase-field model for martensite transformation
There is a need for advancement in the modelling of martensitic phase transformations.
Models currently in circulation utilise the evolution of strain energy fields as well as
other fundamental quantities in order to determine plate growth. The reality is that the
processes involved in steels are much more abundant than the growth of martensite. This
means multiple effects and models need to be applied in tandem. It is required that less
computationally demanding models are researched for cases which do not require such

complexity.

e A phase-field model for bainitic transformation
Bainitic transformation is more complicated than martensite transformation because it
is driven not only by displacive transformation but also the carbon diffusion and crystal
orientation selections. A phenomenological approach to the modeling of displacive trans-
formations is utilised. This enables the orientation dependent growth of bainite platelets
as well as the treatment of autocatalysis. Since the chemical free energy is incorporated
into the model along with diffusion, the experimentally observed trapping of carbon in

films of austenite is reproduced.

e Application of smoothed particle hydrodynamics in non-ideal fluids
The SPH method has been applied before however its effects on entropy is seen to be
inconsistent when it is applied to the same system with different parameters such as
smoothing length. This inconsistency is shown here and possible steps are shown to limit
this inconsistency so that the difference in the total entropy change when attempting

to increase accuracy is minimised. This is important when coupling the SPH with an
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entropy dependent PF model.

With the availability of a suitable hydrodynamic model to deal with mesoscopic complex flu-
ids and a suitable mesoscopic method to deal with microstructure evolution due to displacive
transformation, mesoscopic simulation of the overall steel processing is possible. PF for diffu-
sive phase transformations has been addressed well in literature. Integration of SPH and PF
for diffusive transformation, PF for displacive transformation along with thermodynamic and
physical databases will enable the functionality. The integration is a coding problem and will

not be discussed in detail in this thesis.



Chapter 2

Assessment of the literature

In this chapter, the theoretical fundamentals of the PF method, thermodynamics, the SPH

method and hydrodynamics are introduced.

2.1 The phase-field method

2.1.1 Introduction

The PF method is a diffuse interface method in that infinitesimally thin interfaces are replaced
with thin regions over which the variables in the method vary continuously. A distinct feature
of the method is the introduction of a PF variable or an order parameter which varies over
the non-zero thickness interfacial region. The PF variable is then used implicitly to track the
location of the interface. In other words, the state of the system is determined by the PF
variable. This immediately presents an advantage over sharp interface methods that require
explicit tracking of the interface. However, the interface being of non-zero thickness means that
in order to capture certain physical characteristics of some phase transformations, higher res-
olution simulations must be carried out due to the large gradients present across the interface
(Figure 2.1). The evolution equations for the phase-field variables are derived to comply with

the second law of thermodynamics (Section 2.2) which defines equilibrium and the direction

15
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of phase transformation. The free energy representation of the system, from which the evo-
lution equations are derived, can be suitably adjusted in order to deal with different physical

phenomena. This is discussed in more detail in Section 2.1.2.

Phase 2

Phase 2

Interface

Interface

Figure 2.1: A theoretical simulation of an interface between two phases. It can be seen that
the details of the interface can be lost if an interface thickness which is too large is chosen in
the PF method.

Take the solidification of a pure material from its liquid state. This problem is typically
represented by two mathematical equations, one in the solid and one in the liquid, and another
equation at the boundary between the two to represent boundary conditions. This representa-
tion is called a sharp-interface model (Section 1.3) due to the interface between domains having
zero thickness. Analytically, there are solutions for only a few special cases. Due to its industrial

significance, models are required with the ability to simulate such problems accurately.

Sharp-interface models are incredibly tedious to solve computationally due to the requirement
to explicitly track the interface. Diffuse interface methods such as the PF method do not suffer
from this problem. Instead, the PF method introduces a field variable called the PF variable
¢ or order parameter n that is used implicitly to track the interface. The interface is no longer

infinitesimally wide but is assumed to have a finite thickness 2\. The value of ¢ or 7 is used
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to determine the location of the interface and the evolution of these variables is governed by

equations derived from thermodynamics.

Thus, in cases with little to no hydrodynamic effects, the thermodynamic description of the
PF method is naturally sufficient to describe and predict microstructure evolution. In contrast,
the PF method has also been used to solve the Navier-Stokes equations for multiphase systems
involving flows [BCB03, BDS99, TA98, TA00]. In the following chapters, the PF method is
shown to have the ability to be applied to a wide range of cases in liquid-solid and solid-state

phase transformations.

2.1.2 Mathematical description of the phase-field method

Where a precipitate grows within a matrix, consider the three instances: precipitate, matrix
and the interface between the two. Taking the interface to be a surface with infinitesimal width
coincides with a sharp interface description. The PF method deals with the formulation of
such a system by assigning each location in the domain a field variable ¢. The value of ¢
at a location determines the phase that is present at that location, whether it be precipitate,
matrix or interface. The precipitate and matrix are often represented by ¢ = 1 and ¢ = 0
respectively. The PF variable changes continuously from its matrix value to its precipitate
value, i.e. 0 < ¢ < 1 within the interface (Figure 2.2). This region is interpreted as the
interface and the length over which this continuous change occurs is the width of the interface.
Here, it can be seen that the interface has a non-zero width. If more than two phases, say N
phases, exist, then each phase typically has a corresponding PF variable. The presence of phase
i < N at location r is then determined by 1 > ¢;(r) > 0. If ¢;(r) = 1, phase ¢ exists, if ¢;(r) = 0
it does not exist at this location. At any interface involving phase ¢ we have 1 > ¢; > 0. This

way we have that for any r,
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T T

Interface Interface

Phase Field VVariable
Phase Field Variable

e

Distance Distance

Y

Figure 2.2: A visual comparison of a sharp interface (left) and a diffuse interface (right) (adapted
from [MBWO08]).

The evolution of the PF variable and subsequently the microstructure, is governed by a
set of evolution equations for ¢. These governing equations are derived from thermodynamic
considerations of the state functions of the system. For instance, the Gibbs free energy of the

system as a state function can be expressed in terms of ¢ as,

G:/V{go(qb,T)—i—%e(ng)? dv, (2.1)

where V' and T is the volume of the domain and the temperature, respectively. gq is the sum of
the homogeneous free energies of the two phases while also involving a free energy barrier and
€ is termed the gradient energy coefficient. Other circumstances may prompt the use of other
state functions such as entropy, internal energy or Helmholtz free energy. The gradient of the
PF variable in the second term on the right-hand side of Equation (2.1) is non-zero only over
the interface and it can be guessed that this term is responsible for describing the interface

region. The derivation of the general form of Equation (2.1) is given in Appendix (A).

One of the key assumptions in deriving the evolution equation for ¢ from Equation (2.1)

is that the rate of evolution is proportional to the force driving the microstructural change
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[Ons31, Mil60],
dp oG
= Mo

where My > 0 is termed the mobility and ‘;—g plays the role of the force.

The PF variable ¢ can be chosen to represent a conserved variable such as composition or a
non-conserved quantity such as the amount of precipitate formed. A popular form for go(¢, ¢, T)

is given as [WBM92],

Qo(6,¢%, ¢, T) = (OG5 (. T) + (1 = )G T) + 61— 0%, (23)

where h(¢) = ¢*(6¢% — 15¢ 4 10) [WB95] and ¢ (c®, T) and g (¢?, T) are the homogeneous free
energy densities of the phases o and [ and are known in advance. The composition in the «
and S phases are denoted by ¢® and ¢ respectively. The last term gives a double well nature
to Equation (2.3) with w responsible for the height of the energy barrier. Figure 2.3 shows a
plot of go and h. The values for g§ and g] are obtained from Section 2.2 at ¢ = 0.0111 atomic
fraction carbon and T = 720°C' as —41785M .J/m? and —41795M J/m?> respectively. We set

w=0.75 x 107%m3/.J (using Equation (2.11) with A = 14.3nm and ¢ = 0.72J/m?).

Jole.c.T) h(e)
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Figure 2.3: A plot of Equation (2.3) on the left with gy = —41785M Pa, g] = —41795M Pa
and w = 0.75 x 107%. A plot of the function h(¢) on the right.
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Let G be the Gibbs free energy of the system. Then the evolution of an irreversible process

conforms with,

@

o =0 (2.4)

Since G is a functional of multiple variables evolving through time, it can be expanded to give,

iG (6G\ 06 [(6G\ ¢ (6G\ T
_ oty gl (%) 9L .
di (5¢>C,T o +(5C)M aﬁ(w)w or =0 (2:5)

6G

where the subscript ( 5

> means the functional derivative of G with respect to ¢ is taken
c,T

with constant ¢ and T

We consider the terms in Equation (2.5) separately,

5G\ 99 G\ e 5G\ T e,
o) o S ) = = — | S 0= — <0. 2.
(5¢>C,T or =" (5c)wat—0’ <6T)¢’c o == 5 = (2.6)

(Note the one-sided implication in Equation (2.6).) Solving Equation (2.6) is much simpler

than solving Equation (2.5).

Using equations (2.2) and (2.6),

G\ 0o G\ ?
(%)CVT E <0< —M¢ (%) o <0, (27)

where My > 0 is the mobility. Thus Equation (2.2) satisfies the first of Equation (2.6). The

resulting governing equation for ¢, using Equation (2.2), is then,

9 0
a—f = M, (e2v2¢ - —%EZ”) , (2.8)
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where g(¢) = go(¢) + %e(ng)Q. Similarly, the governing equations for ¢ and T are given as
[Whe99, QWO03b],

[ 2
g =V | M. (8—§> Vel , (2.9)
ot I Oc 6T
oT [ /0%G
= =V |Mp (WL)’CVT , (2.10)

where M, and My are mobility parameters for mass and temperature respectively. The pa-
rameters € and w are related to the half-interface width, A\, and the interfacial energy, o, as

[Whe99],

(2.11)

The PF method is popular in the area of materials science due to its ability to provide
a visual representation of the developing microstructure without the requirement to explicitly
track interfaces. This trait comes hand-in-hand with the diffuse interface description. However,
one of the problems the PF method is faced with is the thickness of the interface. In reality, the
resolving of interfacial features and complex shapes may require interface widths in the atomic
dimensions. In order to resolve these features, one must improve lattice resolution which quickly

becomes computationally cumbersome.

2.1.3 From free energy to free energy density

It is assumed that the free energy of a system can be defined by a Ginzburg-Landau free

energy functional of a state function/order parameter ¢ as [CH58, Ginb5],

F= [ (@) + 5HVoR)dz, (212)

where the coefficient k is positive, f is the Helmholtz free energy density of the bulk homoge-

neous phases and (2 is the system domain. F'is minimised at equilibrium and this solution for
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¢ satisfies % = 0. For Equation (2.12), this variational derivative gives [Wei74],

OF

G5 =10 -k (2.13)

We have that within the bulk phases, V?¢ = 0 and,

OF

55 =0 =f@=0 (2.14)

i.e. f(¢) is minimised.

If ¢ is to be a quantity that is not conserved, i.e. the fraction of the solidified phase in a

solidification model [PF90],
¢e = K(kV?6 — f'(9)). (2.15)

If ¢ is to be a conserved quantity, i.e. the total sum of all its values across the system is constant
(4 [, ¢dz = 0) [PF90],
¢r =V - (MV[f'(¢) — kV?¢]), (2.16)

where K = K(¢,T) and M = M (¢, T) are functions. Both equations (2.15) and (2.16) result

in a monotonically decreasing F'. This does not violate the 2nd Law of Thermodynamics.

Addition of governing equations for other field variables, such as temperature, is also often re-
quired to describe evolution. The following equations are derived for the case with temperature

evolution [PF90],

a?¢, =V +g(d) T (2.17)

T, =V*T+ )\, (2.18)

where 7' is temperature and  is a positive constant. However, equations (2.17) and (2.18) do not
result in a monotonically decreasing free energy F'. This is due to the method of deriving these

equations. Equation (2.17) is derived assuming 7" is constant. Then Equation (2.18) is derived
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using Fick’s Law and allowing 7" to vary in time. Note that Equation (2.17) can be obtained
from Equation (2.15) by choosing f'(¢) =T — g(¢), k = ¢* and K = 1/(a(?). Also, the notion
of temperature change is closely related to the energy evolution of the system, prompting a
requirement for energy conservation. If temperature is not assumed to be constant, the entropy
functional becomes more suitable [PF90]. In order to write Equation (2.12) in terms of the
entropy density, a relationship between the free energy density, f, and the entropy density, s,
is formed as [PF90],

f(T,¢) = irelf[e — Ts(e, ¢)], (2.19)

where e is the energy density and inf, means the infimum with respect to e. The Legendre
transform (Equation (2.19)) is obtained through certain assumptions about the functions, f
and s. Namely that they are concave in their variables. Equation (2.12) can now be rewritten

as,

1
F :/Q(f+§k|v¢|2)dx
— /(inf[e—Ts] + lk|V¢|2)dx
Q ¢ 2
_ /(inf[e ~Ts+ JHVoP)d
Q
inf/(e—Ts+ L Vo) dz

mf/edx—/ s——k:|V¢| )da]

1nf E-T5], (2.20)

where E is the total energy and S is the total entropy,

E = / edx, (2.21)
Q
5= / (5~ o VoP)d (2.22)
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Equations (2.15) and (2.16) are then replaced by [PF90],

59
oy = KT, (2.23)
59
. I—V-{MTV(@)}, (2.24)

respectively, in the case of a variable temperature field. Analogous to these equations, the

corresponding equations for e (conserved) is,

¢, —-V. {KlTQV(%)}

= K,V°T. (2.25)

where it was assumed M = K,T? with K, a constant. This entropy and total energy description

now results in a non-decreasing entropy with respect to ¢ [PF90].

2.1.4 Application of phase-field method to solidification

Suppose that the state of the system at a particular time corresponds to the state of a single

PF variable ¢(r),

(

0 e Q(t)
o(rt) =41 e Qs(t) (2.26)
| (0.1) i e I(t)

where €27, Qg and I' are the subsets of the points in the domain corresponding to the liquid,

solid and interface respectively. Then, a Helmholtz free energy functional can be formed in

terms of ¢(r) as [PF90, OKS01] Equation (2.12),

F:/V[go(gb,T)Jr%e(vgb)? dr, (2.27)

where V is a volume of space, € > 0 is the gradient energy coefficient related to the interface
energy and go (f in Equation (2.19)) is a double well function the minima of which reflects the

two existing stable phases. If the PF variable is chosen to represent the local concentration,
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then the equilibrium state of the interface is found by minimising the free energy functional.
In the case of solidification, Equation (2.3) gives,
T)=h()f"+(1—h vy Lpa gy 2.28
Go(6,T) = h(8)1° + (1 = o) F* + (1 = ), (225)
where f° and f are respectively the solid and liquid free energy densities. Equation (2.8) then
results in,
99

O M (&6 - WO~ 1)~ o1 91— 20)) (2:20

In phase-field models for binary mixtures, the phase change as a function of composition is
assumed to be continuous. This means the homogeneous free energy densities are functions of

composition,

fr=csf(T) + (1 —es) fA(T), (2.30)
f¥ = cnfg(T) + (1 —ep) fA(T), (2.31)
¢ = h(¢)es + (1 — h(d))cr, (2.32)
1% (cs(Ting, 1)) = (e (@i, 1)), (2.33)

where A and B are the components, cg and ¢y, are the solid and liquid compositions respectively,
c is the local composition, z;,; denotes a position within the interface, and p° and p” are their
chemical potentials. Assuming MT% = Dy, a constant, in Equation (2.10), and adding a
latent heat term gives,

oT L 0¢

— = DyV*T + h’(gb)c— 50
P

= (2.34)

where L and ¢, is the latent heat and the specific heat respectively. A solute diffusion equation

may also be included in the model (Equation (2.9)),

dc D,
D . 2.
v (gww,c), (2.35)

where D, = M.g .. is the solute diffusivity and can be dependent on ¢. g. and g .. are the first

and second derivatives of ¢ with respect to composition.
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Using this model as a base, it is possible to describe dendritic growth by introducing an
anisotropy parameter (in two dimensions) which is applied to the gradient energy coefficient

[Kob93, QW03b),
~ 09/9y
-~ 0¢/0x’

e =¢€(1+wvcos(kd)), tan(d) (2.36)

where € is a constant (the mean value of €), v is the amplitude and k represents the symmetry.

The Helmholtz free energy functional (Equation (2.27)) is applied to the PF method if the
temperature is assumed constant. If the temperature is a variable, Equation (2.27) is replaced

with the entropy functional Equation (2.22) [WSWT93],

1, 2
S:/V {s(gb,e,c) — §€¢(V¢) av, (2.37)

where s is the entropy density.

Using this entropy functional instead of the free energy functional in Equation (2.2) a model
for solidification can be constructed [WB95] the parameters of which can be related to material

parameters such as melting temperature and interface energy.

The classical equations for the description of the solidification of a pure melt were outlined
in Section 1.2.2. It was mentioned that a separate equation for each phase is required as well
as equilibrium conditions across each boundary. This quickly becomes impractical when the
model is pitted against multiple phases especially where complex interface shapes are involved.
However, the description of the PF method given in Section 2.1 makes it ideal for overcoming
computational resource barriers by requiring only a single set of equations to be solved for the
entire simulation domain. Additionally, complicated interface morphologies have less impact

on the efficiency.

While such PF models are applied to stationary liquid environments, which is insufficient

when the aim is to simulate real life processes, it is possible to incorporate fluid flow into the
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PF method by solving the Navier-Stokes equations [TA98, BDST99, TA00].

In summary, the formulation of a PF model for solidification begins with the assumption
that the phase dynamics at the interface can be approximated by a smooth function ¢, the PF
variable, while taking on nearly constant values within the phases. A free energy functional or
entropy functional is then formulated as a function of ¢. The second law of thermodynamics
is then applied demanding the increase of entropy and the decrease of the total free energy of

the system with respect to time.

2.2 Thermodynamic properties

Calculation of microstructure evolution using the PF method requires thermodynamic quan-
tities (e.g. free energy and chemical potential) as input parameters. This can sometimes be
done by integration of the PF code with a commercial thermodynamic database. However,
there are several disadvantages in doing so. One is the computational speed. A commercial
thermodynamic database is aimed to produce phase-equilibrium calculations. It calculates
many thermodynamic quantities that are not required in the PF method. The most efficient
method is to have a code package for thermodynamic calculation for the purpose of the PF
calculation. For this purpose, a code package has been developed. The thermodynamic theory

and calculation methods are summarised in this section.

2.2.1 Fundamental definitions

Computations such as those used in producing phase diagrams and the possibility of sponta-
neous reactions require knowledge of thermodynamics since it involves a transformation of the
thermodynamic system from one state to another. Thermodynamics deals with the relation-
ships between heat, matter and different forms of energy. Over the course of the development
of this branch of science, four laws have come into existence which will be helpful to predict

certain behaviours of systems such as its evolution direction. These laws are given as:



28 Chapter 2. Assessment of the literature

Zeroth Law: If a body, A, be in thermal equilibrium with two other bodies, B and C,

then B and C are in thermal equilibrium with one another [Pla45].
First Law: The energy of the universe is constant.
Second Law: The entropy of the universe tends to a maximum.

Third Law: The entropy of a perfect crystal, at absolute zero (zero kelvins), is exactly

equal to zero.

The First Law given by Clausius in his 9"* paper in 1865 is in the form of the equation
AU = q — w pertaining to a closed system, where AU is an increment in the internal en-
ergy and ¢ and w is the heat accumulated by the system and the work done by the system
respectively. The assumption that the entropy of an isolated system (i.e. a system with no
mass or energy transfer across its boundaries) never decreases, The Second Law, is important

for thermodynamic evolution equations.

The total energy contained within a system is called the internal energy of the system, U.
By the first law of thermodynamics, U is related to the work done by the system, w, and the

heat transferred in to the system, ¢, in integral form by,

AU =q—w (2.38)

or in differential form,

dU = dq — dw (2.39)

where work done by the system and heat given in to the system are positive. So for a system

with constant pressure,

dU = dq — PdV. (2.40)

Entropy, usually denoted by S, is another thermodynamic parameter used to describe a

system. The use of entropy is beneficial in that isolated systems tend to evolve towards a



2.2. Thermodynamic properties 29

state of maximum entropy. In statistical mechanics entropy is defined to be a measure of the
number of configurations of its microconstituents and can be used as a measure of disorder or

randomness. In thermodynamics however, it is defined on a macroscopic scale in terms of heat

for a reversible process as AS = f %. The entropy is related to the internal energy by the
thermodynamic identity,
dU =TdS — PdV, (2.41)

where 7T is temperature.

The enthalpy, H, of a system is defined to be,
H=U-+PV. (2.42)

This equation along with Equation (2.40) can now be used to describe the thermodynamics of

a system as,

dH = dU + d(PV) = dq — PdV + d(PV). (2.43)

Using the product rule for differentiation reduces the equation to,
dH = dq — VdP, (2.44)

resulting in a more useful equation for use with a system with variable volume but constant
pressure. The partial derivative of Equation (2.44) at constant pressure with respect to tem-

perature is defined to be the specific heat capacity, Cp, of a phase at constant pressure,

()~ (3),

The specific heat capacity at constant volume, CYy, is defined using Equation (2.40),

o= (2) - () o
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A change in the enthalpy of a system represents the heat absorbed by the system and the
work done. So a change in the enthalpy corresponds to a possibility of a spontaneous reaction.
However, some systems may undergo spontaneous reactions without a change in enthalpy. For
instance, an isothermal ideal gas has AH = 0, but upon release from a confined space (ordered
state) the gas proceeds to expand towards disorder. This corresponds to an increase in entropy.
Therefore, the entropy change as well as the enthalpy change of a system need to be considered
when describing a system. Along these lines the Gibbs free energy, G, of a system is defined to

be (for a system with constant temperature and pressure),

G=H-TS, (2.47)

and the Helmholtz free energy, F, is (for a system with constant temperature and volume),

F=U-TS. (2.48)

The entropy and the Gibbs and Helmholtz free energies depend only on the current state of

the system and not on its history and so are called functions of state.

In chemistry, a mole (n) is used as a unit of measurement for a quantity of a substance.
The equations (2.47) and (2.48) are often expressed as per mole of a substance. Consider a
phase a with two constituent atoms a and b. The molar Gibbs free energy of the phase « for

a multicomponent system is then a function of the free energies of the respective phases,

G = (1 —2)G + 2GS — TASal. (2.49)

where z is the mole fraction of component b, 1 — x is the mole fraction of component a, and

G¢ is the Gibbs free energy of a in phase . For an ideal solution we have the molar entropy,

AS“ el — _R((1 —2)In(1 — 2) + xIn(z)). (2.50)
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Then the molar Gibbs free energy for an ideal solution can be written as,

Go =(1—-2)GY+2Gy + RT((1 — z)In(1 — z) + x In(z)). (2.51)

For non-ideal systems, the ideal solution is often used as a reference solution while adding the

excess components (¥G,, = PH — TFS) that contribute to its non-ideality,

Ge =(1—-2)GY+2Gy + "G, + RT((1 — 2) In(1 — x) + x1n(x)). (2.52)

The free energies of equations (2.47) and (2.48) written in the form of Equation (2.52) are used
to produce phase diagrams such as that in Figure 2.4. Figure 2.5 shows a common tangent
method to producing the binary phase diagram. The two functions G' and G? correspond to
ferrite and austenite respectively. For all total compositions lying between the two intersection
points, the system can reduce it’s free energy by mixing with the compositions resulting from the
common tangent to the two phases. The process of constructing these functions is demonstrated

in the following sections.

2.2.2 The regular solution model

A regular solution model can be used to describe the molar free energies in a solution in
which the atoms of the solutions are distributed in a regular manner within the sublattices.
Due to the iron and carbon atoms having different characteristics, such as their size, they
occupy different sublattices. In this case it is possible to use a regular solution model under
the assumption that there is random mixing within each sublattice. The possibility of multiple
sublattices prompts the introduction of a new composition parameter, Y;* = nf/(n{, +>_, n?),
known as the site fraction of component ¢ in sublattice s with subscript Va referring to vacant
sites and n; the number of moles of component 7. Since the sum of the site fractions of all the
components within a sublattice must equal 1, >, V;* + Y3, = 1 for all s. If a component is
not found in a particular sublattice the corresponding site fraction is zero. For instance, the

regular solution model of a-iron has two sublattices with carbon atoms not entering in to the
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Figure 2.4: The Fe-C binary phase diagram. Adapted from [HBOG]
be calculated as in Figure 2.5.

. The points S and P can
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Figure 2.5: A plot of the free energies of ferrite and austenite for temperature 7' = 727°C
(T" = 1000.15K). The common tangent approach is used to find the compositions of the two
phases (the short dotted line). These points correspond to the points S and P in Figure 2.4.
Repeating the process for varying T' produces the whole diagram.
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same sublattice as the iron atoms, hence Y2 will be zero where s = 1 refers to the sublattice

occupied by the Fe atoms.

The mole fraction X; of component 7 can be calculated from the site fractions as,

>, a’Y
Zs as(l - Y\ia) 7

X; = (2.53)

where a® is the number of sites on sublattice s per formula units of the phase. Equation (2.53)
is plausible since each atom is represented by a site and a mole is defined to be a fixed number
of atoms so that it translates to a fixed number of sites. The introduction of the site fraction
is based on the fact that we are dealing with multiple sublattices. The numerator of the right-
hand side of Equation (2.53) is the total number of sites occupied by component ¢ while the
denominator is the total number of sites occupied by an atom. This is precisely the definition

of a mole fraction.

The assumption of random mixing within each sublattice leads to the following expression

for the ideal molar entropy of mixing (Equation (2.50)),

ASidea — R Z Z Yo InYy. (2.54)

Even though iron has no ideal solutions (always has a non-zero enthalpy) its constituents are
still distributed randomly and the error with respect to an ideal solution can be corrected by

the introduction of an excess free energy term,
m=Y_ X;°G;—TAS"" 1 PG, (2.55)

where X; = " is the molar fraction of component #, with n; the number of moles of component

1 and n the total number of moles in the solution. The term °G; is the Gibbs free energy of the
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pure component i and ¥G,, is the excess free energy, [Gus85]

1
E _ sy syt sst
Cn=32.2.2. > VWYVLE (2.56)
s Q 7 k
where ij}; represents the interaction energy between ¢ and j which are found within the same
sublattice for a two sublattice model. The interaction energies usually depend upon the com-

ponents present in the other sublattices k as expressed by the superscript ¢ which must be

different from s.

2.2.3 The regular solution model applied to the Fe-C system

The molar free energies of the solid phases of the Fe-C system according to a 2 sublattice

model with formula units Fe,(Va,C), can be expressed as, [Gus85],
Gm = Y\ga OC:?T‘e:Va +Y02 oG}lf_‘e:C + bRT{YC% ln(YC’2) + Y\ga h’l(Y\;a)} + Y\gaYC%LF&VlLC + Gzo (257>

where Y;? is the site fraction of component ¢ on sublattice s and s = 2 is the interstitial sublattice
not occupied by Fe. The Gibbs free energy of pure component Fe is denoted °G%_,, and °G"%_
is the Gibbs free energy of Fe with all interstices filled with C'. The enthalpy is calculated by
interaction energies as Lp..yvqc where the vacancies (Va) being in the same sublattice as the
carbon atoms (C') are separated with a comma rather than a colon. The contribution due to

magnetic ordering is expressed as Gn°.

Carbon atoms enter the octahedral sites of both the FCC and BCC structure. So the for-
mula units for ferrite and austenite correspond to the ratio of lattice points occupied by the
constituent atoms in Figure 2.6. Each Fe atom at the corner of the F'C'C structure contributes
1/8th of a lattice point to the total and each Fe atom at the centre of a face contributes
1/2. There are 8 corners and 6 faces giving a total of 4 lattice points. Each interstitial site
at the edges contribute 1/4 of a lattice point so that 12 edges contribute toward the total of

4 lattice points occupied by interstitial sites including the interstitial site at the centre of the
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FCC. Austenite then has formula units Fe;(Va,(C); since the lattice points occupied by the
two sublattices have a ratio of 1 : 1. Similarly, ferrite has formula units Fe;(Va, C')3 since the

lattice points occupied by the two sublattices have a ratio of 1 : 3.

Considering the 2 sublattice model of ferrite with formula units Fe;(Va, C')3 we have a' = 1

and a? = 3, thus by Equation (2.54):

3Ye

= 2.58
1+ 3Ye’ ( )

C

with Y}}, = 0. Rearranging and defining the u-fraction of C' as u¢ = il f;c gives [LAgA04],

Yo = -2, (2.59)

Yig=1- -2, (2.60)

Yo
= 2.61
¢ 1+ YC7 ( )
YC = Uc, (262)
Yy =1-—uc. (2.63)

While the range of values for X¢ is [0, 1], the range of values for u¢ is [0, 00).

2.2.4 Computational thermodynamics for steels

Following Gustafson’s expressions for the molar Gibbs free energy of the Fe-C system [Gus85],
it is possible to compute the solubilities of carbon in the various phases using the common
tangent approach. Suppose we have two smooth functions G% (z) and G} (z). The tangent

functions 77 (x) and Ty(x) to these functions at points x; and x5 respectively would have to
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Figure 2.6: The molecular structures of austenite (FCC) and ferrite (BCC). The FCC structure
has 13 octahedral and 8 tetrahedral interstices. 12 octahedral interstices are situated on the
edges and 1 at the center. If the cube were to be divided in to 8 equal subcubes, a tetrahedral
interstice is located at the center of each of these cubes. The BCC structure has 18 octahedral
and 24 tetrahedral interstices. 6 octahedral interstices are located at the centers of the 6 faces
with the remaining at the edges. The tetrahedral interstices are found at the faces of the cube
mid-way between the center of the face and the edges.
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satisfy the equations:

4Ge

Ti(z) = %x e
pes

Ty(z) = #x + Oy,

For these two tangents to be common we must have T3 (z) = Ty(x) for all x. For x = 0 we have
C7 = Cy = (. Since the derivative of a tangent function is the same everywhere we obtain the

following equations:

. dG%(l’l)
dGY (ZL'Q)
T _ “Mm\t2)

(x) I x4+ C,
dGy(z1) dGY (22)
= dz  dx

Using the fact that T'(z1) = G%(x1) and T'(z2) = G, (22), i.e. the tangent functions intersect
the corresponding functions at x; and x5 respectively, we have,

dGp(z1) — dGY (2)

dx o dx

G (r1) — G (29) = T(21) — T(22) =

X2

and thus deriving the equations for solving for the common tangent:

dGh(x1) Gh(m) — G (72)
dx N T1 — Ty ’
dGy,(z1)  _ dGy (x2)
dx N dx

A common tangent to G}, and G, must satisfy the above two equations which when solved
give the two points corresponding to Figure 2.5. Taking G¢ (z) and G}, (z) to be the molar
free energies of the o and « phases as functions of composition respectively as provided by
Gustafson, we can compute the solubility of carbon in the a phase as x; = x, and the v phase
as ro = z,. Note that G, is a function of temperature and the above formulation for z, and
x, is for a particular temperature. Calculating z, and x, for various temperatures in the same

way as above, a section of the FeC' binary phase diagram such as that in Figure 2.7 can be
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Figure 2.7: A section of the phase diagram computed using the common tangent construction
giving a solubility limit of 0.091 atomic fraction carbon in the ferrite phase.

2.3 The smoothed particle hydrodynamics method

2.3.1 Introduction

Smoothed particle hydrodynamics (SPH), as a meshfree Lagrangian particle method, was
originally introduced to deal with astrophysical phenomena on a large scale. Since it’s inception
some forty years ago independently by Lucy [Luc77] and Monaghan [Mon92] there have been
significant improvements to the capabilities of SPH such as the formulation of SPH to discretize
the equations of hydrodynamics while explicitly adhering to the second law of thermodynamics
[EnR03]. While the focus of this thesis is on the use of SPH on mesoscale systems with the
interpolation points representing volumes of material, the length scales within the scope of the
capabilities of the SPH method runs from the astronomical scale to the microscale [NZ02]. The

method has also been used to represent discrete particles rather than continuum mechanics. As
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we shall soon see, there are many different formulations of the SPH equations. Some are better
when applied to certain situations. However, the one thing common to all is the basic idea of
SPH - the use of a weight function as an interpolation function to approximate the value of a
field function at any given particle point. This approach enables the calculation of derivatives
of the field functions to be obtained via the derivatives of the weight function only. A given
particle within a system in the SPH formulations is generally regarded as a subsystem with its
own variables such as mass, density and velocity representative of the material it contains. The

SPH method holds many advantages over other methods and can be summarised as follows:

e The SPH method can be applied to problems of astronomical scale down to the microscale

INZ02]

e Particles representing the system are not rigidly connected to each other making large
deformations easy to deal with (solving the problem faced with using the traditional

Lagrangian description)

e Adapts to the system at hand thereby not being affected by initial particle distribution

e Complex geometries are easily dealt with

e Free surfaces are not a problem

e Moving interfaces are not a problem

e Can trace a discrete volume of material through space and time

e Boundary conditions are easily applied

e The particles in the SPH method not only act as interpolation points but also carry

around system properties such as mass, velocity, pressure, density etc...

Using a weight function, a field property such as pressure at a particle location is calculated

using the values of that field property at the locations of neighbouring particles. This can be
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represented for field property f(r;) at position r; and weight function W (r) as

f(r;) = Z W (r; — ;) f(r;). (2.64)

This immediately implies that the accuracy and benefits of the approximation depend on the
choice of the weight function. There are many choices for the weight function and these are

discussed later.

2.3.2 The fundamental theory of smoothed particle hydrodynamics

In order to convey the general idea of the SPH method we derive the SPH methodology from

the integral representation of a function f(r) at position r using the dirac delta function §(r),

oo, r=>0
0= . (2.65)
0, r#0

The following is true for the dirac delta function:

/ S(r—rd =1, (2.66)
/ f(@)o(r—r)dr' = f(r), (2.67)

where €2 is a region of volume containing r. Here, Equation (2.67) is exact, however, the function
0 is too rigid and too abstract to be dealt with easily. Instead, we formulate an approximation to
this equation by replacing d(r) with a weight function (also called a smoothing function/Kernel)

W (r, h) with the property that,

/W ' h)ydr =1, (2.68)
Jh) =0, if ¢ B(h) (2.69)
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where h is called the smoothing length and determines the volume (B(h)) within which the
kernel has influence and is non-zero. B(h) is called the support domain and € is the system
domain. In other words, W(r,h) is a smoothed approximation of d(r) that does not have an
infinitesimally small domain within which it is non-zero. W is visualised in Figure 2.8 where it

can be seen that the field properties are smoothed over a region.

Figure 2.8: A figure of the support domain of length h of a particle (blue). Higher contrast
areas correlate to larger contributions due to the weight function to the summation of Equation
(2.64) from a particle in that region.

We can now re-write Equation (2.67) as,

f(r) ~ /Qf(r’)W(r — 1/, h)dr, (2.70)

where the kernel W must adhere to certain requirements which will be specified later.



2.3. The smoothed particle hydrodynamics method 43

Approximation to the derivatives V f(r) and V - f(r) can be obtained as (where f is a scalar

function in the prior case and a vector function in the latter),

Vi) ~ /Q(Vf(r’))W(r—r’,h)dr’ (2.71)
V.- f(r)~ /Q(V ()W (r — ', h)dr'. (2.72)

Using the identity,
V-(EW) =WV £+ VW, (2.73)

Equation (2.72) can be written as,
V() ~ / V- (F(E)W) — £(r') - VIV] dr. (2.74)
Q

Using the divergence theorem to convert the first term on the right-hand side of Equation (2.74)

into an integral over the surface,

V- f(r) ~ /Sf(r’)W -ndS — /Qf(r’) - VWdr', (2.75)

where n is the unit normal to surface S of the support domain. The first term on the right-
hand side of Equation (2.75) vanishes since the kernel is zero everywhere except for within the

support domain. Similar operations on Equation (2.71) results in,

Vi) = /Q F)VIVar, (2.76)

V-f(r) = —/Qf(r’) - VWdr', (2.77)

where the gradients on the right-hand side of the equations are with respect to r’. Re-writing

the equations with the gradients with respect to r we can get rid of the negative sign (since
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8W(I‘¢—l‘j) o 8W(I‘i—l‘j) a(l‘i—r]‘) . aW(I‘i—I‘j)(_a(ri—l‘j)))

8I‘j - 8(ri—rj) 8rj

- O(ri—rj)

8['-;

Vi) = [ fa)vwar

Vf@%iéﬂﬂ-VWMﬁ

(2.78)

(2.79)

Note that this simplification is only valid if the support domain of the particle in question

is entirely within the system domain. In cases where part of the support domain is outside

the system domain, the first term on the right-hand side of Equation (2.75) is no longer zero.

However, there are techniques that compensate for these cases as we shall see later.

2.4 Hydrodynamics

In fluid mechanics, the equations governing the evolution of the system must adhere to the

conservation of certain variables such as the mass, momentum and energy. The four fundamen-

tal equations are explicitly, the conservation equations for mass, energy, momentum and angular

momentum. Including the second law of thermodynamics gives the equations for describing a

thermofluid. The Lagrangian form of these equations of hydrodynamics are [PHK95, PH97]:

dp
dt
dv

q

:—pV’V,
1
=-V-P+g,
p
= ¢+ kV?T,
1 1
=-P:Vv--V.gq,
P P
= —PI+ o,

=y [Vv 4+ Vv ] + (¢ - %nv)(v V)1,

= —KVT,

(2.80)

(2.81)

(2.82)
(2.83)
(2.84)
(2.85)

(2.86)

where p, v, S, P and T is the density field, velocity field, entropy per unit mass, pressure field

and the temperature field respectively. The coefficients 7y,  and x are the shear viscosity, bulk
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or dilatational viscosity and thermal conductivity respectively. The stress tensor is denoted by

P and the viscous stress tensor is denoted by o. ¢ is the viscous heating field and is defined by,
¢ =2nVv:Vv+((V-v) (2.87)
where the tensor Vv is given for dimension d by,

Vv = %[Vv + Vv — %llv SV (2.88)

1 is the unit tensor and the expression A : B =}, >, A;;B;; is the double dot product of two
tensors with A;; referring to the element found in the 7th row and jth column of the tensor
A. ¢ ensures the contribution to the internal energy from the energy dissipation due to shear

stresses.

In many cases, the fundamental equations describing fluid motion and evolution are insuf-
ficient for solving for the system parameters. It is therefore necessary to increase the number
of equations in relation to the parameters. These equations are called constitutive equations.
For instance, Fick’s law of mass transfer is a constitutive equation. In this thesis, there will be
many instances of a frequently used constitutive equation called the equation of state which

involves thermodynamic variables such as pressure, temperature and density.
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Phase field models for martensitic

transformations

3.1 Solid-solid phase transformations

The mobility of elements in the solid-state is much lower than that in the liquid state. In

the solid state, atom diffusivity is related to the temperature as

D(T) = Doexp(~ ). (3.1)

where D, is a coefficient dependent on the atom size and atom vibration frequency. K, is
the kinetic barrier. Kpg is the Boltzmann constant, and 7" is the temperature. This means
that the diffusivity at high temperatures is greater than at low temperatures. In high tem-
perature solid-solid phase transformations, the atom mobility is still high enough to enable
diffusive transformations. Austenite to pearlite transformation, austenite to allotriomorphic
ferrite transformation and austenite to idiomorphic ferrite transformation are typical diffu-
sive solid-solid phase transformations in steels. However, when the temperature is low, atom
mobility is too low to fulfill the requirements of the phase transformation. Thus displacive

transformation may take pace. The latter is a cooperative displacement of atoms. An example

46
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of a displacive transformation in steels is martensite which is obtained by rapidly cooling the
steel to low temperatures. This particular phase transforms from a face centered cubic (FCC)
structure to a body centered cubic (BCC) structure at very high speed allowing atoms (say
carbon atoms) very little time to diffuse into the surrounding material. The result is a su-
persaturated body centered tetragonal (BCT) phase. Martensite is a highly brittle but strong
phase. Due to the rapid speed of formation of these phases, experimental results, for instance
during the formation of a plate, are absent and incredibly difficult if not impossible to obtain.
Numerical modelling and simulation, as will be seen in the subsequent chapters, enables the

study of these transformations at very small time increments.

3.2 Martensitic transformation theory

Martensitic transformation (MT) is observed in many materials, not just in steels, and at
a wide range of temperatures [BhaOl]. MT in steels is accompanied by a rearrangement of
the crystal lattice. The transformation is displacive and so there is no atomic diffusion. The
microstructure formed resembles plate-like regions where martensite has formed. There are 24
different orientation variants of the martensite plates in steels [Kun07]. Given the accommo-
dating nature of the transformation, the microstructure tends to favour certain variants above

others.

One way to model and simulate martensitic growth using the PF method is to find a free
energy as a function of the order parameter, 7, which produces a single minimum (at n = 0)
at high temperatures corresponding to the high temperature phase and two minima at low
temperatures corresponding to the low temperature phase. These two minima must be at
nonzero order parameter. At intermediate temperatures, the free energy must have three
minima. Landau expanded the free energy density of a system to model second order phase
transitions as,

F,T) = fo+ ax(T —T0)n* + asn’, (3.2)
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where the constants as, ay > 0. This is obtained from the original power series expansion,

f.T) = fo+an—+am” +azn’® + an* + ..., (3.3)

as follows: Let 77 be the transition temperature. At high temperatures above T, the high

temperature phase must be stable, i.e. the free energy must have a minimum at 1 = 0,

0

2Lyl + 2am-+ Bast? + . =0, 3.4
0 f
6_772 |77:0: [2&2 + 6&37’] + ] |77:0> 0. (35)

Equation (3.4) implies a; = 0. Equation (3.5) implies ay > 0. Below T} we should have the
emergence of a new phase and the high temperature phase should be unstable, i.e. the free
energy must have a maximum at n = 0,

82

3_77]; li=0< 0 — ag < 0. (3.6)
This means ay depends on temperature and changes sign at the transition temperature. One
simple possibility is a(T'—T7), a > 0. For f(n,T) to increase with ||, i.e. continuous transition
between phases, we must have ag = 0 and a4 > 0. Devonshire [Devb4| devised a free energy for

first order phase transitions as (called the 2-4-6 phase transition polynomial),

f(n,T) = fo(T) + A(T)n* — Bn' 4+ Cn°, (3.7)

A(T) = o(T = Th),

where a, B, C, T} > 0. fo is the free energy at n = 0 (i.e. high temperature phase) as expanded
by the power series. The order parameter 1, may correspond to the strain or atomic shuffling.

A plot of Equation (3.2) and Equation (3.7) is shown in Figure 3.1 and Figure 3.2 respectively.
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Figure 3.1: A plot of Equation (3.2) (Landau) with ay = 0.05, ay = 0.5 and T = 10.
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Solving g—£ = 0 for Equation (3.7) gives the five roots,

- i\/23 + \/4B? — 12ac(T — T1) (3.8)

6C ’
n=20.

Let Ty be such that 4B% — 12ac(T — Ty) = 0 and T3 be such that f(n,T) = f(n:, T) = f(0,T)

for the minima 7, and 7, in Equation (3.8). This gives,

B2
T, = — + 1T} 3.9
2 ?)CLC + 1 ( )
B2
Ty = — +1Tj. 3.10
3= Tue + 11 ( )

Then Equation (3.8) results in one root and one minimum for 7" > 75, three roots and two
minima for 7" < T} and five roots and three minima for 75 > T > Ty. At T = T3, the energy
wells are of equal depth. The two minima corresponding to nonzero order parameter represent

two orientation variants of the martensitic phase.

In the presence of an external field, & (external stress), the free energy is [Fal82],

S, T) = f(n,T) = an, (3.11)
implying equilibrium at,
of of
—=0—-=—=0. 3.12
a1 . (3.12)

Equation (3.7) is plotted again with ¢ > 0 in Figure 3.3.

It may be noticed that if one were to use Equation (3.11) to model phase transitions involving
domains, equilibrium considerations of the free energy will result in infinitesimally narrow

interface widths. Ginzburg-Landau free energy is the result of adding a gradient term to the
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Figure 3.3: A plot of Equation (3.11) with a =C =1, B =5, T; = 10 and ¢ = 10.
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homogeneous free energy density,

f,Vn,T) = f(n,T) + e(Vn)*, (3.13)

where € > 0 is the gradient energy coefficient. Thus minimising the total free energy,

F(n,Vn,T) = /Qf(n, Vi, T)dV, (3.14)

where 2 is the system domain, V' is the volume and the terms 7 and 7" now depend on position
x. For cases which are not invariant under the transformation (n — —n), a 2—3—4 polynomial
may be used,

f,T) = fo+ ar(T — T)n* — azn® + asn™. (3.15)

The nonsymmetric nature of Equation (3.15) can be seen in Figure 3.4. As mentioned in Section
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Figure 3.4: A plot of Equation (3.15) with a; = 0.05, az = 0.5, a3 = 1 and T} = 10.

2.1.3, in some PF models, secondary order parameters are employed such as temperature and



54 Chapter 3. Phase field models for martensitic transformations

composition. For martensitic phase transitions, PF models may involve a coupling of the order
parameter 17 with a secondary order parameter, ¢, the strain. A simple free energy with coupling

to € is,

)
f(n,T) = ain* — agn* + asn® + 552 — Fenf, (3.16)

with k = 1, 2.
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Figure 3.5: The three cubic to tetragonal transformations.

As stated above, PF models may use Equation (3.2) or (3.7) with 7 representing the strain
[Fal82, AB65, AY81, BK84, SWL97, RLST01, CKOT07, SSF12], Equation (3.2) coupled with
strain with n representing the three different energy equivalent transformations from a cubic
lattice to a tetragonal lattice (Figure 3.5) [WK97, JAK01, KO03, SHL 03, YTTO08], or a coupled

Equation (3.2) with strain and an additional 2-3-4 polynomial for thermal effects. The Gibbs
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free energy in this case is then formulated as,
G=—0:X:0/2:50(n)+ f(n,T), (3.17)

where, as in Equation (2.87), : is the double dot product of two tensors, ¢, is the transformation
strain and ¢ and f are 2-3-4 polynomials in 7. The strain may also be coupled to a 2-3-4-5
polynomial to model martensite-martensite transitions [LPL03]. Other works have also applied
this approach [ICL08, ICL0S8, Ber10]. The order parameter in martensitic transformations may
also take other forms such as electronic band energy levels [Bha78] and charge density waves

[KS79] among others.

3.3 A phase-field formulation for martensite

Given the transformation of austenite to martensite, the free energy density of the system
can be represented by [WBM92],
9= 51V + 61— 0 + h(Dhgw + [1— h(D)]g.. (319)
with h(¢) = ¢*(64* — 15¢ + 10) [WB95] where g, and g, are the homogeneous free energy
densities of the martensite and austenite phases respectively. Equation (3.18) is in the form
of Figure 2.3 with the o’ and ~ phases represented by the two energy wells with the energy
barrier representing the interface between the two. The value of ¢ at any point 7 determines
the phase present. Here, ¢ = 0 and ¢ = 1 corresponds to austenite and martensite respectively.
Values of ¢ in the interval (0, 1) correspond to the interface between austenite and martensite.
The kinetic coefficient (w) and the gradient energy coefficient (€) are related to the interface
energy (o) and half-interface thickness (\) as w = A/(26.40) and ¢ = /3o /1.1 [KKS98]. The
governing equation for ¢ is then [WBM92, KKS98|,

b= MUEV0 + 01— )1 - 20) — 01— 0P —9)),  (3.19)
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where M, > 0 is the PF mobility. Equilibrium of the system corresponds to g,y = gor — g = 0.
The driving force can be separated into the chemical free energy difference and the strain energy
difference,

Gorr = Gary" + g™ (3.20)

chem

oy may be calculated using thermodynamic computational software. This

The value of ¢
coupling of thermodynamic software and the PF method has been demonstrated in the past
for solidification in reference [QWO03b]. The strain energy provides a positive contribution to
the free energy meaning it is unfavourable, i.e. it serves to reduce the driving force go. The
interface between the martensite and austenite on the macroscopic scale is termed the habit
plane. The formation of matensite is accompanied by a dilatation § normal to the habit plane

and a shear s lying on it. The non-shear and shear contribution to the strain energy related to

this ellipsoidal inclusion shaped transformation with dimensions ¢, and a is given respectively

as [Chrb8|,
strain H 2 2 TCq 2 i Ca
/ = —(1 A —_— —(1 —A 21
goc’yl 1_O_p[9< +Up) + 40/5 +3< +Up)a 5]’ (3 )
strain __ M ™ Ca 2
a'y2 T 1 _ o, [§(2 - Up)gs ]’ (322)

where p, 0, and A is the shear modulus, poisson’s ratio and the uniform dilatation respectively.
Assuming A, e << 1, Equation (3.21) may be approximated to second order in A and ¢ by
[Chrb8,

TC,
4a

strain __ H [
(%7 N _
1—-o,

5. (3.23)

The total strain energy due to the oblate ellipsoidal inclusion is then,

strain HTCq 2 2 — Op
/ = [6"+ —57|. 3.24
Jary 4a(l — O'p)[ 2 ° ] (3:24)

Choosing the coordinate system such that s, 5, and 5 correspond to the z, y and z directions

(martensite coordinate system),

S=¢.k, §=5 45, =0da+d,], (3.25)
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where ¢, = g—i and 7, 7 and k are the unit vectors in the x, y and z directions respectively.

Equation (3.24) can then be written in terms of the PF variable as,

strain __ ume

9 [ 2= 0p, 9 2
Gory = m[% + T<¢,az +¢%,)]- (3.26)

In order for the correct macroscopic shape change to be observed, the chemical free energy
change is required to be a function of second order in the PF variable. Consideration of

symmetry as in Appendix A gives,
gg}sm = k1¢?x + k2¢,2y + k3¢,2zv (3.27)

where the k; are constants. The chemical free energy change is dependent on the amount of

phase transformed and not on orientation, thus k; = ky = k3 = K and,
chem __ 2
Gormy = K(Vo)=. (3.28)

In this way, the total driving force due to the strain and chemical energy difference is expressed
as,

. 1
Gory = G+ g = —[(f+ )P, + (o + dia)?, + (L +dRy)é2], (3.29)

with fi = fo = 2;"” and d = %};‘:”) and &y = ky = k3 = K. In order to determine the
favoured growth shape of Equation (3.29), note that within the composition-temperature range
within which MT is favourable, K is negative. From the definition of f; and f, and that
op > 0 we have 0 < fi, fo < 1. This results in the coefficients of gbzz and qb?y in Equation (3.29)
being smaller (more energetically favourable) than that of ¢ ., e.g. fi +dK = fo +dK <
1 + dK. The resulting macroscopic shape change is an oblate ellipsoid. Equation (3.29) is
with respect to the martensite coordinate system. The required format should be with respect

to the austenite coordinate system. Letting [y, 9] and [/, 9] be the column vector ¢ in the

austenite and martensite coordinate system respectively, there exists a transformation matrix
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(vJa') from the martensite coordinate system to the austenite coordinate system such that,

[’% U} = (’7‘]@,) [a/’ 17]’ (330)

and for polycrystalline steels an orientation matrix for different austenite grains is introduced
as [v,7] = (SJvy)(vJd )|/, ¥] where (SJ7) is a rotation matrix from the austenite coordinate
system to the sample coordinate system. The matrix (y.Ja') is available for many steels. The

works here use the transformation matrix for Fe —30N7 — 0.3C' [Kun07] as

0.575371  0.542097  0.097510
—0.550726  0.568476  0.089244
—0.008855 —0.131888 0.785465

. Letting the elements of the 3 x 3 matrix (vyJa') be represented by H;;, and applying the

transformation to the vector Vo,

Hyy Hyy His o Hi1¢y + Hispy + Hizo .
Hy Hyy Hs Oy | = | Hudu+ Hooopy + Hozp, |
Hsy Hsy Hsg 0.z Hs31¢ 4 + H3p0 , + Hs30 .

gives the driving force as,

3
1
== Z (fi + dK)(Hn¢ o + Hiody + Hisd )2, (3.31)

There are 24 variants of martensite plate growth in steels. This is due to the equivalent
symmetry variants of the cubic structure. Letting each of the 6 faces of the cube take position
as the bottom face and applying rotations (4 rotations) about the z-axis through this face
results in 6 x 4 = 24 symmetry operations. Applying these operations to (yJa') gives another

23 matrices.
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Individual plates are produced using Equation (3.31) and the following parameters: M, = 100
(PF mobility, qualitatively unimportant here), ¢ = 0.6J/m? X = 14.3nm [QB09, QW03a,
WBM93, KR98]|, 0, = 0.285 (real values are in the range 0.27-0.3), u = 72 x 10°Pa by using

the equation [Ban05],
D

 exp(298/T) — 1

u(T') = o (3.32)

where T' is temperature in Kelvin, ug = 85GPa, D = 10GPa and T' = 250°C' (523.15 Kelvin).
K = 3.6 x 10°J/m? is chosen and is in the same order of magnitude as that in reference
[YTT10]. The parameter c,/a is the observed dimensions of the oblate ellipsoid. This ratio
should be reflected in the coefficients of the various directions in Equation (3.31), by solving
the following equation for ¢,/a,

14+dK ¢,

I (3.33)

For the chosen parameters, ¢,/a = 0.045197387. Using these parameters, the 24 plate variants
are shown in Figure 4 in Appendix D. During growth, each variant is given a unique ID
which is only for identification purposes and does not require governing equations. This way,
the nucleation and growth of multiple martensite grains within multiple austenite grains is
possible. This is shown in Figure 3.17. Figure 3.6 Shows the PF variable profile of a simulation
of a single variant by nucleation on a grain boundary. Figure 3.7 shows a simulation of 30
nuclei randomly nucleated at the system boundary. New nucleations are performed every 20

timesteps until a maximum of 30 nuclei is reached.

The formulations above do not consider externally applied stress. Given an externally applied
stress, the system is no longer in a stress free state. The first term in Equation (3.19) is
responsible for the energy contribution of the interface. The second term is responsible for the
energy barrier between two stable states. The effect of an applied stress must then be reflected
by the driving force term, i.e. an applied stress effects the driving force for growth [Kun07].

Again, requirement of symmetry results in only the second order terms [Kun07],

U=0on6>+718> = UNgb?z + T(gbi + (b?y), (3.34)
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where U is in units of Pa, due to an applied stress and oy and 7 is the stress components
resolved normal and parallel to the habit plane respectively. Applying this to Equation (3.29)

in a similar manner to reference [Kun07],

chem strain

gO/’Y = ga’fy +go/'y

_ é[(0.85 +dE — dr) (@ + 6) + (1 + dK — dow) 2. (3.35)

The condition inferred by Equation (3.33) is then transformed to,

14+ dK — doy Cq
= —. 3.36
fi+dK —dr a ( )

Given an applied stress of

1 00
c=110120
001

the value of ¢,/a is 0.0576. In the case for a uniaxial applied stress, a simulation of all variants
is shown in Figure 12 in Appendix D. Figure 8 in Appendix D shows the effect of applied
stress on ¢, /a. This agrees well with references [Kun07, GR86] where it is shown that a general
applied stress results in a larger ¢,/a ratio. It is seen from Figure 8 in Appendix D that an
applied stress of around 200MPa increases the ratio of the plates by around 5% for this steel
within the range given in [GR86]. In Figure 12 there are 16 out of 24 variants that are able to
grow, 12 of which have a favourable interaction with the applied stress. This is also shown in

Tables (3.4) and (3.5) in reference [Kun07].

3.4 Phase-field simulation of bainitic transformation

One such case of martensitic transformation where structures must be distinguished from
each other is bainite. The method has been used to simulate the evolution of bainite formation

using a criteria for autocatalytic nucleation based on driving force values at each point across
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Figure 3.6: The phase-field variable profile of 8 martensite nuclei nucleated at the boundary.
The image is of a cross section of the domain.

Figure 3.7: The growth of 30 martensitic nuclei at time step 1000 (top left), 2000 (top right),
24000 (bottom left and bottom right).
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the domain. Even so, the method could be employed given any nucleation criteria that may
arise from recent studies involving bainite. For the 7 to bainite (ap) transformation, unlike the
~ to o transformation, the composition is no longer constant in time during the growth of the
phase [Bha92]. This means a governing equation for composition must also be considered as
well as the presence of composition terms in the free energy density. Equation (3.18) becomes

Equation (A.9),

1

1, 9 1 2
g= §e¢|V¢| +§GC|V0| +E

¢*(1 = )" + h()gap + [1 = 1(9)]gs, (3.37)

where €4 and €. are the gradient energy coefficient associated with the PF variable and the
composition respectively with the governing equation as that in Equation (3.19). A governing

equation for ¢ is derived as [CH58],

— =V (M,V—), (3.38)

G = [ gdv, (3.39)

where M, is the concentration mobility and % is the functional derivative of the total free

energy G. We have,
oG @ v dg

e Oc ove (3.40)
giving,
% _ . (pve) (3.41)
81& = Cc), .

with the diffusivity D = MC%. This term is calculated using Equation (2.57) for both phases

as,
azg Qggéf;em a2g§hem
72 = M) T L)l — 7 (3.42)

An increase in carbon content translates to a decrease in the aspect ratio of the bainitic subunits
[WZYF00]. In the previous work on the PF modelling of bainite (see Appendix E), the function
l(c) = —hgtan™*(hyc+ hs) + hz, where hy, hy, hy and hy are constants, was used to fit available

data on the carbon concentration dependence of the aspect ratio of bainite plates. The existence
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of Equation (3.33) to determine the aspect ratio means that this is now not necessary. To show
that there is a general reduction of the aspect ratio for an increase in carbon concentration,
Equation (3.33) is solved for 7" = 400°C (673.15 Kelvin), u = 67 x 10°Pa and o, = 0.285 at
carbon concentrations ¢ = 0.0111 and ¢ = 0.0211 atom fraction. This gives K = —1.8 x 10°
Pa and K = —1.4 x 10° Pa respectively using the regular solution method from Section 2.2.3.

Solutions of Equation (3.33) for these values give,

e (—d=K 4 1)+ /(42K + 1) + (d=K)0.8575
a 2(0.8575) ’
“e=00111) = 0.0244
a
“(e=00211) =0.019,
a

i.e. an increase of ¢ results in a reduction of €. Equation (3.29) results in energy favourable
for growth only if 1 + dK < 0. For T' = 400°C this gives a carbon concentration less than

¢ =0.051 and an aspect ratio for the individual subunits as small as < = 0.03.

Using the same parameters as in Section 3.3 but with 7' = 400°C, p = 67 x 10° Pa and
¢ = 0.0111, a single bainitic subunit in the subunit coordinate system is shown using the PF
method in Figure 3.9 on a 100% grid. The growth of a single subunit is stopped after 7000 time
steps or if the subunit encounters a grain boundary. The carbon concentration from the center
of the subunit is plotted in Figure 3.8. It can be seen that, due to Equation (3.41), the carbon
diffuses out of the subunit to the adjacent austenite. More figures can be seen on this from

Figure 4 in Appendix E.

In order to reproduce autocatalytic behaviour, a random number generator is used in the
vicinity of the existing subunits. The possibility of a nucleation is gauged by the driving force
at that location. It can be seen from Figure 3.8 (see also Figure 2 and Figure 4 in Appendix
E) that the carbon concentration around the subunit increases. This corresponds to a lower
driving force in that region. This can be seen in Figure 3.10 of the driving force profile across

the subunit in Figure 3.9. This nucleation criteria results in a higher possibility to nucleate
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Figure 3.8: The concentration profile across the bainitic subunit in Figure 3.9. Position 50
corresponds to the centre of the plate with the measured direction advancing vertically in
Figure 3.9.



3.4. Phase-field simulation of bainitic transformation 65

near the tips of existing subunits as seen experimentally [RB92a).

Figure 3.9: A simulation of a single bainitic subunit on a 100% grid using the PF model described
in Section 3.3.

In this manner, autocatalytic behaviour is demonstrated in Figure 3.11 and Figure 3.12. Here,
a single bainitic subunit is nucleated at the grain boundary with three subsequent autocatalytic
nucleations. An entire sheaf is shown in Figure 3.13 growing through a grain from one side to
the other. The concentration profile across the width of the sheaf is shown in Figure 3.14 with
regions of high concentration corresponding to the carbon build up between subunits (see also

Figure 6 in Appendix E).

A system domain consisting of two austenite grains on a 100? lattice is shown in Figure 3.16.
This is obtained by randomly nucleating two austenite grains, assigning them random rotation

matrices ((SJ7v) in Section 3.3) and letting them grow spherically. The lattice points in which
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Figure 3.10: The driving force profile of the subunit in Figure 3.9. The red regions correspond
to high driving forces while blue regions indicate low driving forces.
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the two grains meet is identified as a grain boundary as are the system domain boundaries.
Six subunits are nucleated randomly at the grain boundaries within this domain. Subsequent
autocatalytic growth generates the microstructure shown in Figure 3.17. Finally, on a similar
two-austenite domain but with 2003 lattice points, multiple grain boundary nucleations and

autocatalytic nucleations form a microstructure with its cross section shown in Figure 3.15 (see

also Figure 3 in Appendix F).

Figure 3.11: A simulation of a bainitic sheaf via autocatalytic subunit nucleation on a 1003
grid using the PF model described in Section 3.3.

3.5 Summary and discussion

The developed model for martensite plate growth is unlike previous studies of PF modelling

of martensite in that only a single PF variable is used for the growth of multiple plates. The
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Figure 3.12: A simulation of a bainitic sheaf via autocatalytic subunit nucleation on a 1003
grid using the PF model described in Section 3.3.
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Figure 3.13: A simulation of a bainitic sheaf via autocatalytic subunit nucleation on a 1003
grid using the PF model described in Section 3.3.
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Figure 3.14: The concentration profile across the domain of Figure 3.13. The high peaks in
concentration lie in the regions between the subunits whereas the smallest concentration values
are at the centres of the subunits.

Figure 3.15: The cross section of a simulation of bainite growth on a 200% fixed grid showing
two bainite sheaves (indicated as A and B). C is an intersection of the slice section and a larger
cross section of a subunit.
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71

Figure 3.16: A system domain of size 100? composed of two austenite grains.
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Figure 3.17: A PF simulation of bainitic autocatalytic growth on the system domain described
in Figure 3.16.
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evolution is free energy driven within which is contained the contribution due to the strain
energy from the phenomenological theory of ellipsoidal inclusions. Each plate is assigned a
unique identifier in order to distinguish it from other plates. Thus the orientation influence in
the governing equation for each plate is dependent on this identifier in order to produce correct
orientation by application of a transformation matrix. This transformation matrix is known

for many steels.

The use of a single PF variable reduces computation time greatly. Also, due to the more phe-
nomenological nature of the model, the microstructure produced will be more macroscopically
realistic. The model is able to reproduce all 24 variants with and without applied stress with
the use of transformation matrices which is an input parameter. This enables the reproduc-
tion of variant selection which is influenced by applied stress. The thickness and shape of the
martensitic plates are determined clearly by the chemical free energy term K, applied stress o

and temperature 7.

It was previously shown possible to employ a more fundamental PF approach to the modelling
of martensite using elastic energy minimisation [SMKU13]. As in atomistic calculations, this
approach provides information about the transformation which the current model can not.
However, this occurs at a great computational cost. These methods utilise a PF order parameter
which not only is a vector, but the number of which scales with the number of present phases.
Not only does this result in higher loads on memory but also impacts computation time due to
the additional equations that must be solved for elastic energy minimisation. One can argue
that recent increased computational capabilities enable such simulations of martensitic growth
within a domain, however, today models are required to perform in unison with other models or
at least have the ability to be made use of in order to describe the evolution of multiple complex

phases through time. This makes any improvement upon computation load significant.

The previous paragraph may appear to imply that the elastic field of the growing structures

is completely ignored. This is far from the truth. Phenomenological theory has previously
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been applied to the growth of inclusions [Esh57, Chr58]. This work has then linked this phe-
nomenological theory with the growing martensite grains and their size. It is these resulting
expressions that have been minimised in the evolution of the PF variable. It is also the myriad
of data on variant selection on the martensite phase that enables this approach to be fruitful

while still remaining relatively simple.

Much like how atomistic simulations, while unable to be utilised for length scales above
the nanometer, are able to provide information about the actual atomic rearrangement during
martensitic transformations [SU09], the PF method is able to render system size almost unim-
portant as far as the calculation time is concerned. Also, it is well known that a finer lattice
spacing in the simulation domain results in a more accurate representation of complex interface
structures. The PF method given here then has the ability to be applied to large systems while

not presenting much extra load on computation due to the increased number of phases

The developed PF model has been shown to be able to simulate bainite growth. The bainitic
subunits are described using the PF model for martensite growth adapted to incorporate a
nonconstant concentration. A Cahn-Hilliard governing equation for the diffusion is also used
in order to evolve concentration levels. This approach reproduces the carbon build up in the
austenite films between the subunits and also enables autocatalytic nucleation based on the
reduction of the driving force caused by the diffusion of carbon. Further application of this

model will enable the reproduction of the incomplete transformation phenomenon [RB92b].



Chapter 4

The SPH model of complex reactive

fAuids

4.1 Introduction

In Section 1.4, the areas in the simulation of steel processing that require further attention were
detailed. One of those areas is displacive transformations. In Chapter 3, a model for displacive
transformations was developed in order to describe martensite and bainite transformations.
This presents us with the tools to simulate solid state phase transformations arising from the
heat treatment and deformation of steel. However, the treatment process as shown in Figure 1.1
involves a stage within which a coupling of fluid dynamics as well as solidification is required.
In order to develop the tools required to simulate such dynamics with the goal of SPH working
alongside the phase-field modelling of solid state mechanics, the SPH method is analysed in this
chapter. The theory of the method is introduced leading to some applications to the complex
cases mentioned in Chapter 1.2, such as complex boundaries, free surfaces and large density
ratios. Then an application of SPH to vdW fluids is given. This is a case requiring a larger
presence of thermodynamics showing that SPH has the capability to represent thermodynamical

parameters such as entropy.

1)
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4.2 Theory

The essence of SPH lies in the identity,

f(r;) = /Qf(r')W(ri —r')dr’, (4.1)

where r = r; denotes the position of particle ¢, f(r;) is the value of a field variable f approxi-
mated at particle ¢ and W (r; —r) is the kernel as in Equation (2.70). In 3 dimensions this is
an integral over a volume. Explicitly specifying the volume element of a particle as dr’ = AV
and noting that the mass m; and density p; of that particle are related to its volume element

by AV; =m;/p;, Equation (4.1) can be approximated as,

F(r) =00 fe)W(r; —1j, h)AV;

= S fiWis, (4.2)

where f; = f(r;) and W;; = W(r; —r;, h). The summation in Equation (4.2) includes the case
where ¢ = j (self contribution). Note that the consideration of a volume element AV} is an
approximation to the integral. Thus the smaller the volume element with respect to h, the

better the approximation. Similarly, equations (2.78) and (2.79) become,

Vi = Zj-vzo %fjviWija (4.3)
Vo =0 - VW, (4.4)

where it has been explicitly stated that V;W;; is a spatial derivative with respect to particle ¢.

One of the most recognised and widely used SPH equations is the estimation of the density
p(r;) = p; at particle i. By simply replacing p; as the field function f; in Equation (4.2) we
obtain,

N
pi =Y mWy. (4.5)
=0
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While equations (4.3) and (4.4) are sufficient to perform an SPH approximation, it is preferred
to have both particles involved in the summation. Consider Equation (4.2) and suppose that
particle ¢ and j are within the support domains of each other. Then the contribution of 7 and

j to this summation for 7 is the same as that for j, i.e.

Z fiWie = fiWi + f;W3;
k—ij

= [iWji + FiWji

= Zk:i,j kaija (4.6)

since W is an even function and r; —r; = r; —r; = 0. Now consider Equation (4.3). The

contribution of ¢ and j to the summation for i is given as,

S " VW (4.7)

ki Pk

However, due to the symmetric and differentiable nature of W, even though W(0,h) # 0, we

have V,;W (0, h) = 0 such that the surviving term of Equation (4.7) is the r; # r; term,

A (48)

J

which is not necessarily equal in magnitude to the counterpart for the summation for j,
m; m;

This means that forces arising from interparticle interactions may not experience the same
repelling/attracting force. This gives rise to asymmetry and thus the aforementioned presence
of both ¢ and j on the right-hand side is preferred. Symmetric forms of these equations are

derived in Appendix B and seen in the following.

Given a system of governing equations (such as Eq.’s (2.80) - (2.88)), we now take steps

to discretize the gradients and time derivatives involved in order to form representative SPH
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equations for the system. Focusing on particle 7, these equations are given as,

(D) =—pV v (1.10)
G = (VPits (4.11)
sz(cfif) = ¢; + k(V°T);, (4.12)
(Cgt]) = %Pi : (Vv); — %(V - q)i, (4.13)

P, =-Plto, (4.14)

o =YY+ TV (C— (V) (4.15)

q =-K(VT), (4.16)

¢ =20(Vv)i: (V)i + (V- V)7, (4.17)

(T = 5lT9)i+ (V)] = 21T -v). (4.18)

Using Equation (4.4), the divergence of the velocity can be calculated as,
m;
(V . V)i = Z —Vj . Vz‘Wij, (419)

or with the presence of both terms on the right-hand side (Equation (B.2) in Appendix B),

N

(V-v)i= Z %VJ’L ViWij, (4.20)
ij

where p;; = %(pz + p;) and vj; = v; — v;, giving an expression for the time rate of change of

the density,

N
. m;
pi=—pi(V V)i =—p; ¥ v Vil (4.21)
j=1 """
Similarly, the temperature gradients are [EnR03],
N om
(V)i =) 2TV, (4.22)
=0 Pij
(V2T), Z Ly ViWi g (4.23)

2
= 21
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The interpolant of the pressure field is given by,
m;
P(r;) =Y _ —LP(r;)W; (4.24)
T P
and its gradient by (given in Appendix B),
P, P
(VP(r)); = —p; Yy _m; [p—é + ?] VIWi;. (4.25)
j g

Some other forms for these discretizations are given in Appendix B.

4.3 Numerical algorithm

The numerical simulation then proceeds as follows:

of Equation (4.10))

2 - Apply a pairing procedure in order to pair the SPH particles

1 - Set up the particle representation giving the particles appropriate mass, velocity etc...

3 - Calculate the density (Equation (4.5) if using the summation density approach instead

4 - Calculate the stress tensor using the velocities and other properties of the particles

(Equation (4.14) using Equation (4.15) and the pressure from a suitable equation of state,

i.e. Equation (4.59))

e 5 - Determine the acceleration of each particle using the stress tensor (Equation (4.11))

7 - Apply velocity restrictions according to maximum velocity

e 8 - Calculate the new positions of the particles using their velocities

9 - Apply boundary conditions

6 - Calculate the velocity at each particle using their accelerations
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e 10 - Repeat steps 2-9

4.4 Assessment of Kernels and their accuracy

The accuracy and the dynamics observed during the numerical evolution of a system solved
using the SPH method is directly related to the form of the kernel. There are many possible

kernels that are constructed according to the following constraints:

1 - Unity condition

2 - Compact condition

e 3 - Positivity condition
W(r,h) >0Vr
e 4 - Monotonic condition
Wh) gyrso
or

5 - Delta function limit condition

lim W(r, h) = d(r)

h—0

6 - Even function condition

7 - Smooth condition

The first condition is related to the accuracy of the approximation. The compact condition

enables the application of the interpolation over a small portion of the system domain rather
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than the entire domain, which clearly benefits efficiency. The monotonic condition ensures that
closer particles will have more of an effect compared to particles further away. An even kernel
ensures all particles at the same distance will contribute equally in magnitude. The smoothness
condition states that a kernel should be sufficiently smooth. The Delta function limit condition
is a resulting condition of the enforcement of conditions 1-4. To informally see this, as h — 0,
due to the compact condition, W (r) = 0 everywhere but in the infinitesimally small volume dr.
Due to the monotonic and positivity conditions, the largest contribution is always at r = 0.
Given this information, the only function to satisfy the unity condition is by definition the

Delta function.

The following are just some kernel functions that are popular for SPH simulations:

(1+35)(1—-%) 0<r<h

Wo(r—r',h) =apx " : (4.26)
0 r>h
(
2-1)P—4(1-1)P 0<r<h
Wes(r =1, h) = ag X (2 1) h<r<2h , (4.27)
| 0 r > 2h
)
(%)3—6%+6 0<r<h
Whs(r —1',h) = aps X 2-5%  h<r<2h (4.28)
| 0 r > 2h
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and their gradients are:

_8W_8W87‘_0_Wﬂ

W(r—r1' h =— = ;
ViW(r —1', h) Jr; or Or; or r
—192 rii(l—72) 0<r<h
ViWi(r -1t h) = hgaL » i ) : (4.29)
0 r>nh
m(2- - - f7 0 <h
_3 cs ”
ViWa(r — ' h) = ho‘ x ni(y 1) h<r<2h , (430
0 r>h
Tu_3% 0<r<h
—Qps ..
ViWi(r —1,h) = hh X 3E(2-I2 p<p<2h (4.31)

where r;; = r; —r;, v = |r;;| and Wy, W, and W), are respectively the Lucy function, the
cubic spline kernel and the hyperbolic spline kernel. The constants oy, a.s and ;s are scaling

constants determined by the unity condition,

/ Wdv =1, (4.32)
Q

where the integral is taken over a volume ) with volume element dV. In Appendix C, the
constants are calculated as follows: ayp = 5/(4h), a.s = 1/(6h) and aps = 1/(7h) in one
dimension, oy, = 5/(7h?), a.s = 5/(147h*) and aps = 1/(37h?) in two dimensions and ay, =

105/(167h3), aes = 1/(4h3) and ays = 15/(627h3) in three dimensions.

By the definition of the kernel functions, the compact condition is satisfied. The positivity

condition is satisfied by the fact that each of the kernel functions are functions of r = |r; — r;|.

BWij

o is the

In order to see that the monotonic condition also holds, we note that the function

same as V;W with r;; replaced by r. The even condition is satisfied similar to the positivity
condition in that the kernel functions are functions of r. For the Delta limit condition, as

the smoothing length h tends to zero, the value of the kernel within this compact domain
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approaches infinity. To see this consider Lucy’s function with A > r = eh with € < 1,

lim Wy, = lim az(1 4 3€)(1 — €)* = oo, (4.33)
h—0 h—0

since (1 + 3€)(1 — €)® < 1 is bounded and oy, < 1/h% with dimension d. The kernel functions

and their derivatives are plotted in Figures 4.1 - 4.3.

2.5 I I I

\ /
1R ) : /, : i
\~ /
-1.5 - \ gt |
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-2+ \ - |

N h \‘—- -~ H

25 i i |
-1 -0.5 0 0.5 1

Figure 4.1: The Lucy kernel and its derivative with A = 1 in 1 dimension. r is a 1 dimensional
vector. In higher dimensions the functions are scaled due to oy, but the features are analogous
to the 1 dimensional case.

One immediate observation from the kernels is that the hyperbolic spline is discontinuous at
¥ = (. In fact this is not the only kernel function to exhibit such a feature. The quadratic spline
is also discontinuous at this point [JSB96]. The reason such a discontinuity is unavoidable is
due to the instability condition [SHA95]. A kernel function will result in instability in certain
cases if its second derivative is negative within some region. This immediately imposes the
restriction that not only the kernel function itself but its first derivative must also be monotonic.

In particular, the first derivative must be monotonically increasing. Such a function cannot
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-3

-1

-0.5

Figure 4.2: The cubic spline kernel and its derivative with A = 0.5 in 1 dimension. T is a 1
dimensional vector. In higher dimensions the functions are scaled due to a.s but the features
are analogous to the 1 dimensional case.
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Figure 4.3: The hyperbolic spline kernel and its derivative with 2~ = 0.5 in 1 dimension. T is a

1 dimensional vector. In higher dimensions the functions are scaled due to ay but the features
are analogous to the 1 dimensional case.
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be continuous over the entire domain as follows. Suppose such a function existed. Then the

following conditions for the right and left-handed limits are true,

V ¢>0 3 6 >0 such that V r,

O<r<r+0d = |[VIW(r) — L] < ey, (4.34)

and,

V e>0 3 6,>0 such that V r,

I'—52 <r<0= ‘VW(I')—L2| < €9. (435)

Due to the monotonic condition we have that VW (r) < 0 for r > 0 giving L; < 0 and
VW (r) > 0 for r < 0 (a smooth function with compact condition at some r = h > 0) giving
Ly > 0. This means that the limit of such a function can only exist at 0 if L; = L, = 0. Along

with the monotonic condition, the only smooth function to satisfy this is VIW(r) =0 V r.

Suppose a field function f(r) exists which is differentiable over the system domain. Let us

expand the field function f(r’) as a Taylor series,

f(x') (r) + f' ()" = 1)+ -+ R(r — 1)

/

f) = P ) —x) -+ Rr — 1)

" (e )t
k!

() + Ru(r — 1), (4.36)

k=0

where f’ is the derivative of f with respect to r and R, (r —r’) is the remainder term of terms

of order > n. Placing this expansion into Equation (2.70) leads to,

n (kR (p
=3 EU) /Q (r — )" W (r — ', h)dr' + Ro(r —1). (4.37)

k!
k=0
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Only the & = 0 term survives in the equality (since the coefficient of f(r) should be 1 and the

coefficients of f*(r) should be zero for k > 0). This gives,

(_1)k Nk / / 1 k=0
X (r—r)"W(r —1' h)dr' = . (4.38)
Ce 0 k>0

This immediately results in the unity condition. In addition to this, the case with k =1,
- / (r =1 YW(r —1',h)dr' =0, (4.39)
Q

is translated as the symmetric condition. Given these 2 conditions, first order accuracy is
guarenteed leaving a remainder R;(r — r’). Subsequently, second order accuracy is obtained

only if the following condition for £ = 2 holds,
/(r —1')?’W(r -1/ h)dr' = 0. (4.40)
Q

This is unfortunate since this implies that the kernel must be negative in some parts of its
domain. Given that this aspect of a kernel often results in unphysical evolution such as negative

density values, non-positive kernels are often avoided.

Again, taylor expansion of f(r’) about r results in,

F() = f{r) + f/(x) (' =)+ R((x' —1)*),
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where f’ is the derivative of f with respect to r and R is a function of the higher terms or the

residual of the taylor expansion. Substituting this into Equation (2.70) and expanding,

fr) = /Q FEOW (' —r, h)dr' + /Q F@) (= )W(r -1/, h)dr' (4.41)
—l—/QR((r’—r)Q)W(r—r’,h)dr’ (4.42)
= f(r) /Q W' —r, h)dr' + f'(r) /Q (r' — )W (r — ', h)dr’ (4.43)
—|—/QR((r’—r)z)W(r—r’,h)dr’. (4.44)

Using the even function condition and letting,
gy = (' —)W(r —1' h),

and r; —r = —(ry — r) such that a straight line drawn from point r; to point ry in space, goes

through the point r. We have,

g(ry) =(ri —r)W(r —ry,h)
= (r1 —)W(=(r —11),h)

= —(ry —1r)W(r —ry,h) = —g(rs). (4.45)

So that g(r') is an odd function with respect to r. Thus, over a symmetric region about r (each

point ry having an equivalent ro with a line going through r),

/Q(r’ —)W(r -1, h)dr' =0,

Using the unity condition we have,

fo) <)+ 00) [ wir
~ )+ O, (4.46)
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This implies that, subject to conditions 1 and 6, the kernel approximation of Equation (2.70)

is of second order accuracy in h.

The accuracy analysis of the kernel approximation made above considers the accuracy of the
approximation of the integral representation using the kernel function [LLO3]. It does not say
anything about the accuracy when this form is discretized using interpolation points. Consider

the particle approximations of Equations (4.38) for k = 0 and k = 1,

N .
S M, =1 (4.47)
=0 Fi

N .

> ri—r)W; =0 (4.48)

Figure 4.4: Figure of the support domain of a particle (blue) close to the boundary of the
system domain.

It can be seen from Figure 4.4 that Equations (4.47) and (4.48) will not be satisfied. In some
cases this is beneficial to reproduce boundary and interfacial effects (such as in vdW droplet
formation discussed in Section 4.10.4). Nevertheless, in cases where boundary deficiencies such
as this are undesirable, approximation may be improved by using kernel adjustments at the
boundary particles [LL03, LJZ95, LNW02, LG04]. However, these methods are computationally

exhaustive and will not be considered in this work.
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Notice that from figures 4.1 - 4.3, that the centre peak of the kernels differ. One may ask
what effect this has on the approximation. To answer this, we begin by assuming a kernel can

be written in the form [LLO3],

r? r?
W (r, h) —ao+a1h+a2h g+
Then the unity condition in one dimension gives,
/hW( h)dr hlag+ L 4+ 92 B My
r — hlan - 2 T
o 7273 "4 5
=1
1 a;  ay as Gy
= a0 =5 [5+§+Z+_+ ]
1
= ag = on flay, az,a3,--+), (4.49)

where f is a positive function since at h, W(r = 0,h) > W (r = h, h) gives a9 > ag + f which
results in f < 0. The larger ag is the smaller f is. The absolute value of the remainder term,
Ry, in Equation (4.37) tells us about the approximation. Namely, the smaller this term is in

magnitude, the better the approximation to second order.

h
Ry :2/ r?W (r, h)dr
0
h 1 [h 1 h
:2[/ r2a0dr+E/ raldr—i—ﬁ riagdr 4 - - -]
0 0

= /raodr—l—zhk/ akdr

" 1 ap az as =1 h
=2 £ P R . —9 k+2
/T’[Qh 53 ]dr+;hk /07’ ardr
PN d
/ e Zak/ k:+1] g
_2/ —dr+22akh3[ Lo ]. (4.50)
o k+3 3k+3

We see that the coefficient of each a;, term in Equation (4.50) for k£ > 0 is positive. This means

smaller values for all {ax : & > 0} will result in a smaller remainder. On the other hand,
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Equation (4.49) states that smaller values for these constants results in a larger ag, i.e. a larger
center peak value. However, the other direction of this statement is not true since given a set
of values {ay}, suppose we pick a new set {a} } with a§ = a3+ 1 and a, = a4 — 1. This reduces
f by 0.05 and increases Equation (4.50) by %. Thus in this case an increase of ay does not

result in a reduction in the remainder term.

We can calculate the value of the remainder term for each kernel in order to determine which is
a better approximation. For Lucy’s function, the cubic spline kernel and the hyperbolic spline,
the remainder term, R;, is calculated in 1 dimensions to be 2(2h)%/21, h*/3 and 31h%/105
respectively. So the accuracy improves in that order. The (2h)? in the remainder term for
Lucy’s function is present because this kernel has domain [0, k| instead of [0,2h] so that for

comparison, this must be scaled.

4.5 Artificial viscosity

In cases of high velocity impacts, or simply where particles penetrate each other due to high
velocities, an artificial viscosity addition to the momentum equation is employed. The most

popular form of artificial viscosity is given by Monaghan and Gingold [MG83|,

—anéij¢ij+Anod:
ettty ry <0
I, = (4.51)
0 Vij . rij Z 0

where pi; = (pi + p;)/2, ij = (hijvij - 135) /(I3 + 0.1hi), hij = (hi + 1) /2, &5 = (ci + ¢;) /2
and ¢; is the speed of sound of particle 7. oy is the bulk viscosity and [y is the antipenetration
parameter. The artificial viscosity term is placed in the pressure term. It can be seen from
the pressure term in Equation (4.14) that the artificial viscosity would result in a negative
contribution to the momentum equation which is translated as a repulsion between particles.

Equation (4.51) is plotted in Figure 4.5 with the part of the domain with v;; - r;; < 0 shown.
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Particles close to each other with velocities such that they are on a collision course will generate

a repulsion from this artificial viscosity.

300
250
200
150
100

20

-50

Figure 4.5: The Monaghan type artificial viscosity. Equation (4.51) with ag = 1, g = 1,
hi]’ = 1, Eij =1 and Pij = 1.

4.6 Artificial compressibility and the time step

The approach to modelling theoretically incompressible flows using the SPH method usually
assumes that the fluid has a small amount of compressibility. This relaxes the conditions
imposed on the system by the equation of state and allows for larger time steps [Mon94].
The assumption that a theoretically incompressible flow can be approximated as a weakly
compressible flow is the result of an artificial compressibility approach. A weakly compressible

equation of state relating density changes to the pressure is given as [Mon94],

P=B(2)y -1, (4.52)
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where p is the density, pg is the reference density and v and B are constants. This equation
is used to simulate common flows in the following sections. It can be seen from this pressure
equation that the gradient of the pressure is dependent on a change in density. It can also be
seen that the acceleration of the SPH particles in Equation (4.11) is determined by the pressure
gradient. Since the time step for the simulation should be chosen depending on the maximum
velocity each SPH particle can travel within a single time step, it is ultimately related to a

density change. Analysing a change in density [Mon94],

, (4.53)

where ¢ is the speed of sound in the material and M is known as the Mach number. It is seen
that for an incompressible material, ¢ is very large. However, choosing ¢ to be a constant less
than the actual speed of sound in the material to allow a small density variation, say 1% (i.e.
M? < 0.01), the flow can be approximated by a weakly compressible condition. As mentioned
before, the equation of state in Equation (4.52) is a function of the change in density. The

coefficient B is chosen to be related to the maximum velocity of the material as [Mon05],

2 2 2 2
€ Po YUmaz PO Urmaz PO 100Umazp0

b= = v(B2)y TA(0n) Ty 459

since v?/c? < v?,,,/c* = 0.01 where v,,,, is the maximum expected velocity of the SPH particles.

This should result in a density change of less than 1%.

To determine the time step, At, the condition is to set it to be proportional to the smallest
particle spacing for movement. To ensure that the effects of particle presence on neighboring
particles are captured during each time step, we require the spatial movement to be less that

the smallest smoothing distance [LLO03],

h;
At = min(—), (4.55)

C;
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where h; and ¢; are the smoothing length and speed of sound of particle ¢ respectively. To

include the effects of viscous dissipation and external forces such as gravity [Mon92],

Aty = min ( h >
7\ e+ 0.6(anc; + fumaz(gi;)) )
B
Aty = min =
’ i (|fi|>

where f; is the acceleration due to the external force on particle i. Then the time step is chosen

as,

At = min()\lAtl, )\QAtQ), (456)

where A\; and Ay are safety parameters (A; = 0.4 and Ay = 0.25 in [Mon92]). Determining the

time step in this manner enables the numerical time integration to be stable.

4.7 Average velocity

In cases where the particles are too disorderly and the velocity profile is too erratic, the
velocity is adjusted by an extra term which averages velocity values over an area determined

by the smoothing length h [Mon92],

N
~ m;
Vi =U; + € ZO pT],VjiWij, (457)
]_
where p;; = (p; + p;)/2 and € < 1 is a constant and determines the extend of averaging. An
SPH variant using Equation (4.57) is called XSPH. If this approach is to be used along with

the continuity calculation of density then Equation (4.21) should be calculated using v; instead

of v;. In this thesis, the XSPH variant will be utilised when needed.
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4.8 The equations of state

The dynamics of an evolving system heavily depends on the equations of state governing
fluid motion. The equations of state relate state variables. Consider a system on a relatively
large scale such as water flow around a dam. Thermodynamic effects such as temperature and
internal energy changes will be minimal. This means internal energy and temperature changes
need not be modelled. Thus we only require an equation of state determining pressure such as
Equation (4.59). However, some situations such as droplet formation call for the calculation of
other variables such as internal energy and temperature. In this case, equations of state relating
these variables are required. These may be given as equations relating pressure, density, internal

energy and temperature such as in equations (4.71) and (4.72).

Mutliple equations of state are used in the susequent sections to describe different cases.
In short, the variables of interest are determined for the evolution of a system, equations of
state are then formed using equilibrium conditions relating them in order to close the system

of equations.

4.9 Boundary conditions and virtual particles

There are four types of boundary conditions that will be applied in this work: No boundary
conditions, periodic boundary conditions, reflective boundary conditions and virtual particles.
While in some cases, such as within a vacuum environment, no boundary conditions are applied
to represent the fact that there is no force imposed due to the environment, in most cases the
boundary conditions need to be treated with care. Figure 4.6 shows the starting conditions
for drop formation within a vacuum environment. The particles at the sides and edges do not
interact with particles on the other side of the simulation domain. Periodic boundary conditions
however, assumes the domain is looped such that particles on the edges interact with particles
on the opposite edges. If periodic boundary conditions are applied to a homogeneous system

such as that in Figure 4.6, the system should not evolve without creating a small inhomogeneity
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or disturbance. Reflective boundary conditions involve putting a particle which has escaped

the domain back into the simulation domain to the point it escaped (its position at the previous

time step) then reflecting the directional properties, such as its velocity, across the boundary.

In some cases, such as when walls and impenetrable boundaries are involved, virtual particles

are placed at the boundaries with strong repelling properties. Take Figure 4.7 for instance, the

green particles are virtual particles. They are not actual particles in the sense that they are

They are mainly

not considered in some interactions such as equation of state calculations.

considered for repulsion calculations. On the other hand, other types of virtual particles may be

employed at the boundaries to solve, to some extent, the boundary particle deficiency resulting

from the kernel being cut off by the boundary (Figure 4.4).
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Figure 4.6: 30 x 30 particles on a square grid. Starting point for drop formation simulations.
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Figure 4.7: Particles on a square grid with virtual particles (green). Starting point for bubble
rising simulations.

A popular potential for virtual particle repulsion is the Lennard-Jones potential,

Dr((2)" — (%)%)ry

r2

VLJ =

: (4.58)

where Dy is related to the maximum permitted velocity D = v?

0 and 7o is some specified

influence range. Figure 4.8 shows what this force looks like. It can be seen that the force ap-
proaches infinity as the distance goes to zero. While in the continuous sense this will guarantee
that the boundary is not penetrated, the boundary application should still be approached with
care. Often in SPH simulations a constant speed of sound is defined to limit the space an SPH
particle can cover in a single time step (velocity). If this does not match with other aspects
of the simulation such as the boundary conditions one may find the SPH particle on the other
side of the virtual particles. Also, the speed of sound limiting the particle velocities should be
applied after the boundary conditions. Since otherwise a particle may be given a large velocity
due to traveling too close to the virtual particles. As seen in Figure 4.9, an SPH particle has
traveled too close over the ry distance for the Lennard-Jones potential. If the resulting force
is not limited, this particle will be flung into the simulation domain with great velocity. Some

numerical techniques, such as the predictor-corrector method [VSMS08], enable calculations at
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Figure 4.8: Lennard-Jones potential for D, = 1 and 9 = 1 in Equation (4.58).

half time steps to be taken into account reducing such effects.

4.10 Numerical calculation and results

4.10.1 Heat diffusion, the collapsing dam and parameter selection

First we apply the SPH to demonstrate simple heat diffusion (Equation (4.16)). 900 SPH
particles are used with a heat diffusion coefficient of K = 1. The particles are fixed in position
and the time step dt = 0.005. After 1000 time steps the temperature profile of the system is
shown in Figure 4.10. Next we apply the SPH method to some fluid dynamics cases. However,

a suitable equation of state must first be specified. The equation of state relating pressure and
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Figure 4.9: An SPH simulation using multiple rows of virtual particles. An SPH particle comes
too close to the virtual particles.

density used here will be [Mon94],

=020 = 1)+ x (4.59)

where pg is some initial reference density and b, v and y are constants. Another equation
of state would also be required relating temperature and internal energy (such as Equation
(4.72)) if these variables play a substantial role in the dynamics. The first term on the right
hand side is affected by a change in density such as compression and so b is a constant related
to the compressibility of the fluid. Even when dealing with theoretically incompressible flows,
some compressibility is assumed. The constant y is not related to the evolution of the fluid.
Considering two different fluids, the pressure of one is indefinitely elevated due to a higher x
term and so this term is related to the interface length of the fluid with other fluids. The
values used here are v = 7, pgo = 1000, by = 28000 and x4 = 0 for the dense liquid and
v = 1.4, p;p = 500, b = 5000 and x = 30000 for the lighter liquid in the case for a rising bubble
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Figure 4.10: A simulation of heat diffusion using the SPH method. A contour plot (left) and
the temperature profile with respect to the origin (right).

Figure 4.11: Dam collapse simulation with 10000 particles at time steps 30 (top), 1620 (middle)
and 3990 (bottom). No boundary particles were used in this SPH simulation, instead a simple
bounce back algorithm was applied at the boundaries (invisible). This corresponds to the
absence of friction.
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Figure 4.12: Dam raise simulation with 10000 particles at time steps 30 (top), 990 (second
down), 2490 (third down) and 3990 (bottom). Virtual boundary particles (green) were used.
Friction exists in the form of particle-boundary interaction.

[VSMS08]. It is important to note that since the equations for internal energy increase the
computational impact they are not applied to these flows allowing the use of a larger number of
particles. Figure 4.11 shows a simulation of a collapsing dam. The initial condition is to order
10000 particles into a square. The bottom and left side of the square is considered a wall with
reflective boundary conditions. The force of gravity is then allowed to influence the movement
of the fluid reproducing the effect of suddenly removing the right wall. Another wall is placed
a small distance to the right with a gap in the bottom in order to demonstrate the dynamics
that occur in such a situation. All boundary conditions in this collapsing dam simulation is
reflective and friction is not included. The walls are invisible since there are no particles placed

there.

Figure 4.12 shows a simulation of a dam raise. 10000 particles are placed inside a square
box and the wall one the right side is lifted to reveal a small gap at the bottom. A small ramp
is also placed a small distance to the right. Here, virtual boundary conditions are applied.
Friction exists in the sense that the virtual particles are included in average velocity calculations
(Equation (4.57)). The virtual particles are given a constant velocity of 0 and their effect on the

averaging will be to drag the SPH particles. Notice the different low dynamics when compared
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Figure 4.13: A simulation of a rising bubble of fluid within a heavier more viscous fluid at time

step 0 (top left),

to the dam collapse simulation. Figure 4.11 shows particles gliding along a frictionless surface.
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4.10.2 R

Figures 4.13 and 4.14 show a bubble of lighter fluid rising within a denser fluid using reflective

boundary conditions and virtual particles respectively. The density of the denser fluid is 1000

and that of the lighter fluid is 500. The lighter fluid rises to the top of the simulation domain
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Figure 4.14: A simulation of a rising bubble of fluid within a heavier more viscous fluid at time
step 0 (top left), 1000 (top right), 2000 (bottom left) and 3000 (bottom right). 10000 particles
were used along with virtual particles.
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Figure 4.15: A simulation of a rising bubble of fluid within a heavier more viscous fluid at time
step 0 (top left), 1000 (top right), 2000 (middle left), 3000 (middle right). 10000 particles were
placed randomly with reflective boundary conditions.
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due to the influence of gravity [VSMSO08|. This is an important example of how easily SPH can
deal with small phases breaking away from larger phases and producing complex boundaries.
Figure 4.15 shows a bubble in a fluid where instead of placing particles with equal distances,
the points are randomly scattered. Then all points within a certain circular area are designated
the lighter fluid with the rest being the heavier fluid. This demonstrates how SPH deals with

and adapts to the system conditions at hand.

4.10.3 Shock tube

An example involving discontinuities (in density) is that of the shock tube simulation [HK89,
Mon05]. The system is set up with two regions of high and low density seperated by a membrane
(Figure 4.16). This membrane is then removed creating a discontinuity in density across the
interface between the two regions [HK89, LL03]. The subsequent shock wave dynamics is then
captured using the standard SPH method. The regions attributed to the shock tube are shown
in Figure 4.17. For the 2D simulation, the number of high density (red) particles is 40000 giving
a particle distance of 0.00375 and the number of low density (green) particles is 10000 giving a
particle distance of 0.0075. For the 1D simulation, the number of high density (red) particles
is 640 giving a particle distance of 0.001172 and the number of low density (green) particles is
160 giving a particle distance of 0.00469. The mass of each particle is set as m = 0.000014072
for the 2D simulation and m = 0.00117075 in order to satisfy p;s+ = 1 for both cases. The

equation of state is given as [BFP07],

P = (v = 1)Uip;, (4.60)

where U; is the internal energy of each particle and v = 1.4 is the specific heat ratio. The
initial internal energy is U; = 2.5 for the high density region and U; = 1.795 for the low density
region. This gives initial conditions for the pressure as Py = 1 and P,gp: = 0.1795. The initial
density for the low density fluid is ppigne = 0.25. The domain size is given as 0 < z < 1.5 and

0 <y <0.75. The support range of each particle is 0.02. All particles are initially stationary.
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Figure 4.16: The initial particle positions (left) and at t=0.2s (right) for the shock tube simu-
lation. The top and bottom figures represent the 2D and 1D simulations resprectively.
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Figure 4.17: The regions of interest in the shock tube system. The subscripts 1, 3, 34, 5
denote the corresponding values in the left, middle, post shock, and right regions of the domain
respectively. Region II is the rarefaction section.
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For the analytic solution, the pressure for the regions III and IV (Ps4) is found by solving
the following equation for P [Sod78§],

2] - ey [0 T (461)

where 2 = (y—1)/(v+1). The velocity of the fluid in this region is then calculated using Py,

as

9 1
Vit — 7—\—/2 {1 _p } | (4.62)

The velocity of the shock wave Vi, and p3 and py are now calculated as,

P34

Vihook = Vaagr T (4.63)
s
Psy
= i 4.64
P3 P1 (Pl ) 5 ( )
P34 2
2=+
P4 =p B L (4.65)

51+—u2%354.

The speed of sound in region II, ¢y, is then calculated as,
To—T
o) = || 1= e (4.66)

where ¢; = \/vP;/p is the speed of sound in region I. The state variables in region II are then

calculated as,

S ELE A Cl} , (4.67)

pl) =o (20) 7 (168)

C1

P(z) =P (my . (4.69)

P1

The locations of the regions and the internal energy, U(x), are then

r1 =20 —c1t, x3=umxo+ Vaul, x4=2x0+ Vipoert, U(x)= (4.70)
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The location of x5 is the x value where we have the equality P(z) = Psy.

For the initial conditions given above, the variables are calculated to be as follows: pu? = 1/6,
xo = 0.75, c; = 1.183, Vipoer = 1.5, 21 = 0.5134, 25 = 0.668, x5 = 0.885, x4 = 1.05, P34 = 0.427,
Va4 = 0.677, p3 = 0.545 and ps = 0.456. The analytic solution is compared to the SPH solutions
in Figure 4.18. Figure 4.19 is an additional plot of the pressure profile since the exceptional
agreement of the cubic spline results is not obvious from Figure 4.18. It can be seen that the
cubic spline gives results more comparable to the analytical solution.
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Figure 4.18: The shock tube results with h = 0.01 for the cubic spline and the hyperbolic-
shaped kernel and h = 0.02 for Lucy’s function. The plots include the analytical solution and
results from all three kernels including an additional 1 dimensional simulation using the cubic
spline.

4.10.4 Droplet formation in non-ideal fluids

The use of the SPH method for the simulation of some hydrodynamic simulations is now

possible using equations (4.10) - (4.18). However, a suitable equation of state for droplet



4.10. Numerical calculation and results 109

11 1

N
Cubic Spline  « ", . .
1 KR 1D Cubic Spline  «
o, ) ) 09 o\
", | Analytic solution — S\ . "
09 "\ Dy Analytic solution  ——
W 08 kY
" \
08 P) kY
"\ 07 h
%, "
0.7 T, kA
% 06 R
06 o e )
05
05 \", \\-.
‘\\L‘——wommn—‘ 04 ”'-. |
04 %) |
03 .J 02 1
02 : 02 me
01 : 01

03 04 05 086 0.7 08 09 1 11 12 03 04 05 086 0.7 08 09 1 11 12

Figure 4.19: The shock tube results for the pressure for the 2 dimensional (left) and 1 dimen-
sional (right) cubic spline kernel.

formation must first be specified. The equation of state used here will be the van der Waals
equation of state,

P = % —ap®, (4.71)
where k = kp/m is the scaled Boltzmann constant and @ = a/m and b = b/m are the scaled
van der Waals parameters. a is related to the strength of attraction of the particles whereas b

is related to the occupied volume per mole of the hard spheres. The equation of state relating

the internal energy U to temperature 7' is given as,
d- _
U= §]€T —ap, (4.72)

where d is the dimension of the problem. Unless explicitly specified, the general process for
the simulations is to begin with a domain with homogeneously dispersed particles with equal
distances from each other. The mass is set to be constant for all the particles and remains
constant in time (apart from mass fluctuations). This immediately results in a view of the
model as considering a single particle to represent a fixed amount of fluid. The particle density
d; (and subsequently the mass density p;) of particle ¢ can then change depending on the
locations of the particles. Unfortunately, such a treatment for a vdW droplet does not yield
stable results. The reason for this was found to be due to the assumption that the vdW
attraction force acts on the same scale as the repulsion due to pressure differences. Nugent and

Posch [NP00] introduced a larger smoothing length, H > h, over which to impose the effects of
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the second term on the right-hand side of Equation (4.71). This results in the following terms

to be considered seperately,

J N
(d—‘t’)g =22 m;ViWij", (4.73)
=0
du_, _ al H
(E)Z = aij(vj —v;) - V;Wig", (4.74)
=0

where the superscript  denotes the long range contribution acting over smoothing length
H > h. Given a symmetric kernel and a symmetric treatment for the smoothing lengths
(which is the case here since the smoothing lengths do not differ from particle to particle),
it can be seen that Equations (4.73) and (4.74) are symmetric in space. This means that
the contribution due to these long range forces cancel within the bulk of the vdW droplet.
The boundary of the droplet however, experiences a change in density and other parameters
disturbing the symmetricity of the long range contributions. The resolved attractive force is in
the direction of the normal to the curvature, towards the center of the droplet. This naturally

gives rise to surface tension [NP00, LS06].

The boundary conditions are periodic. Applying fluid dynamics to this exactly homogeneous
system will not evolve it in any particular manner and thus an inhomogeneity needs to be

introduced. This is done by introducing random mass fluctuations throughout the system.

Figure 4.20 shows a vdW simulation using 61 x 61 SPH particles each given a mass of 0.6 with
temperature 0.8. The smoothing length is set to h = 2 and H = 1.6 x h. The bulk viscosity is
¢ = 0.1 and the shear viscosity is 7 = 1. The artificial viscosity parameters are oy = 0.1 and
O = 1. The heat conduction coefficient is K = 5. The vdW parameters are a = 1.018226,
b=0.3 and k = 1. These vdW parameters are taken from a similar simulation using Lattice
Boltzmann [Qin06] and the resulting high-low density values shown in Figure 4.21 agree for

this temperature (roughly 0.3 and 2.1).
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Figure 4.20: A simulation of vdW drop coalescence using 61 x 61 SPH particles. Periodic
boundary conditions with random mass fluctuations was employed.
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Figure 4.21: The density profile across two of the coalesced drops from the simulation in Figure
4.20.
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The previous simulation was done using a single fluid type. Suppose now that we introduce
a system with two fluid types. Fluid A and fluid B. The vdW interactions between different
pairs of fluid volumes should now be different. Let us define the vdW parameters as a@;; and
bij where the subscript represents the combinations {AA,AB,BB}. For the first simulation we
set a;; = 1.018226 if i = j = B and a;; = 0 otherwise and Bij = 0.3 as before. The result is
shown in Figure 4.22. The green SPH particles are of type B. It can be seen that the sizes of
the high density regions are quite small. Introducing the right amount of velocity gradients
(stirring, mixing etc...) may lead to the formation of larger high density regions. Figure 4.23 is
a simulation with the same parameters but with a positive velocity given to particles near the
top and bottom of the domain and a negative velocity given to those near the horizontal center
line. The velocities of the particles are increased gradually. This way different vdW scenarios

can be simulated.
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Figure 4.22: A simulation of vdW drop coalescence using 61 x 61 SPH particles (1861 type A
and 1860 type B particles). Periodic boundary conditions with random mass fluctuations was
employed.

4.11 Smoothing length dependence of the results ob-

tained from van der Waals simulations

It has been seen that the smoothing length effects the accuracy of the results when applying

the SPH method to describe natural phenomena. In this chapter, we explore the effects on the
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Figure 4.23: A simulation of vdW drop coalescence using 61 x 61 SPH particles (1861 type A
and 1860 type B particles). Periodic boundary conditions with random mass fluctuations and
a velocity gradient was employed.
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consistency of the results of systems governed by forces such as van der Waals forces due to
a change in smoothing length. This consistency is of great importance when communicating
or sharing system states between models cooperating in order to describe an entire system.
One important quantity is entropy. If the entropy of a system depends upon the accuracy
parameters used such as the smoothing length in the SPH method, this makes it increasingly
difficult to obtain correct results when models running in tandem with the SPH method depend

upon the information being consistent.

Multiple simulations are performed on a system with initial state consisting of 30 x 30 SPH
particles as in Figure 4.6. The smoothing length is varied while using Lucy’s function as the
kernel. The evolution of the velocity and internal energy are evolved as in Section 4.10.4,
i.e. using Equations (4.11) and (4.73) for the velocity and Equations (4.13) and (4.74) for the
internal energy. The tensor form of Equation (4.20) is used for (Vv); and Equations (4.22) and
(4.23) are used for (VT); and (V2T); respectively. The vector form of Equation (4.25) is used
to calculate (V - P); and the entropy evolution is calculated according to Equation (4.12). The
density is calculated according to the summation density equation, Equation (4.5). The reason
this is used instead of evolving density according to the continuity equation, Equation (4.10),
is because the summation density equation conserves mass. The traditional evolution equation

for heat conduction is (analogous to that for pressure),

N

4 | g5
(V-q)i=pK E m](/? + p_jg) - ViWij, (4.75)
j=0 i J

however, reports of a more consistent form of heat conduction is given as [YLP14, Mon05],

N
2mr; - VW,
ZK J ” 4 T, = T;). 4.76

The initial temperature is set as T" = 0.02, heat conductivity K = 5 and particle distance
Ax = 0.75. A time step of At = 0.005 is used. The forces involved in the path towards

equilibrium of a vdW fluid involves oscillations about equilibrium. The amplitude of these
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oscillations in the simulations tend towards zero as time goes to infinity. It is therefore more
practical to assign a logical point at which sufficient evolution toward equilibrium is assumed.
This point is assumed here to be the point at which the entropy change is as AS < 0.0001. Due
to the presence of velocity and temperature gradients in the evolution of the entropy change,

an entropy change tending toward zero translates as a decrease in system activity.

The SPH particle positions as well as the pressure profiles for the cases for Lucy’s function
with h = 3 with and without the application of average velocity are shown in Figure 4.24. Table
(1) and Table (2) in Appendix G show the total entropy change in each of these cases with
and without the average velocity technique respectively. One immediately notices clumping
behaviour of SPH particles for smoothing lengths larger than 2. It is seen that a kernel with a
negative second derivative will exhibit tensile instability for distances within the region where its
second derivative is negative [SHA95, YLP14]. Lucy’s function has a negative second derivative.
Given the initial conditions which result in particle distance Az = 0.75, using a smoothing
length value h > 2, will result in calculations lying in the negative second derivative region hence
the clumping of SPH particles within this region. The simulations with and without average
velocity show that the average velocity technique greatly improves the entropy consistency,

especially for Lucy’s function.

4.12 Summary

The SPH method is a tool that has been developed from an initial simple integral identity
(Equation (4.1)) into a method fully capable of describing complex fluid systems. Given hydro-
dynamic evolution equations, the SPH method can be used to discretise a system of equations
(equations (4.10) - (4.13)) in order to predict fluid environments. An essential component to
the SPH method is the use of a smoothing function or a kernel to enable the possibility to
represent discrete points as continuous regions. This is the reason it is possible to approximate
gradients of physical state variables. There are multiple candidates for kernels, three of which

are given in Section 4.4. These are chosen since they cover three categories of kernels: piece-
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Figure 4.24: A simulation of a vdW droplet using the SPH method. The figure shows the
particle positions and pressure profiles for Lucy’s function with h = 3 using average velocity
(right column) and without average velocity (left column).

wise kernels with negative second derivatives (cubic spline, Equation (4.27), Figure 4.2), single
function kernels with negative second derivatives (Lucy’s function, Equation (4.26), Figure 4.1)
and kernels with positive second derivatives (hyperbolic shaped kernel, Equation (4.28), Figure
4.3).

It is fortunate that the errors produced using the SPH method are bounded. This is because
given a set of governing equations representing a physical system, along with the equations of
state, the direction and magnitude of evolution is always dependent on the current state of the
system. This means that if it is accepted that the SPH method used incurs some approximation
errors, these errors do not carry from one time step to the next [LLO03]. This ability to adapt
to the current state of the system is seen in Figure 4.15, in which the SPH points are randomly

placed within the system domain.

Some techniques can be utilised in order to make SPH a more stable and robust method.

These include the inclusion of artificial viscosity (Section 4.5) to remedy particle penetration,
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the average velocity technique (Section 4.7) in order to produce a smoother velocity profile
and the inclusion of virtual particles at the boundary of the system (Section 4.9) in order
to minimise errors in approximation due to part of the smoothing range of particles close to
the boundary lying outside of the system (Figure 4.4). The SPH method is applied to heat
diffusion, flow through obstacles, rising bubbles of less dense material within a more dense
material, the shock tube and droplet formation (Section 4.10). The smoothing length is shown
to have influence on the results obtained for the van der Waals simulations. In particular, the
obtained entropy change is inconsistent and erratic. Applying the average velocity technique
is shown to reduce entropy change variations by forming a smoother velocity profile. Also,
instead of simply increasing the smoothing length in order to obtain better accuracy, it is seen

to be better to increase the number of SPH points while keeping the total mass constant.



Chapter 5

Conclusion and discussion

The phase-field (PF) method and the smoothed particle hydrodynamics (SPH) method are
seen to be more than capable of dealing with complex phenomena in materials science. The
PF method is popular in describing phase transformations due to its ability to describe in-
terfacial regions implicitly without requiring the locating of these structures explicitly during
computation. The SPH method is exceptional in describing fluid mechanics situations. Due
to the method being meshfree, it has received much attention for its capability in simulating

situations involving high velocity impact, irregular boundaries and large deformations.

Concerning the solid state regions of Figure 1.1, the developed PF model for martensite and
bainite formation has the capability to reproduce orientation variants of martensitic plates ob-
served in steels. The phenomenological theory of strain energy is incorporated into the model
which uses a governing equation for a single PF variable for phase growth. The growth of
different orientations are then dependent upon the orientation matrices obtained from litera-
ture. Effects of different applied stresses on variant selection is also within the capabilities of
the model. Application to bainite formation by including carbon diffusion has reproduced the
trapping of carbon within the films of austenite between bainite subunits. It is also capable
of reproducing the incomplete transformation phenomenon experimentally observed in bainitic

steels. While sufficient for describing many bainitic steels, future development of the model

118
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would typically involve incorporating carbide precipitation within these supersaturated austen-
ite regions. The nucleation and growth of martensitic plates are influenced by the growth of
prior plates. The strain energy far away from an ellipsoidal inclusion is given by Eshelby [Esh57].
Consideration of this in the model to reproduce this long distance strain energy along with the
interaction energy between nucleations and the stress field [MRHO6] will enable autocatalytic

nucleations seen in martensite nucleation.

The SPH method has the ability to model many fluid dynamics situations for treatment of
the region in Figure 1.1 involving hydrodynamics. The method is very flexible to initial and
boundary conditions. Virtual particles may be placed at the boundary in order to simulate
impenetrable walls with and without friction. Alternatively, the absence of any boundary
conditions aid in simulating systems in a vacuum environment. By applying some techniques
it is capable of generating a consistent entropy production in droplet formation. The same
system will result in approximately the same entropy regardless of a change in the accuracy
parameters such as the number of particles. It is seen that the some kernels such as Lucy’s
function respond better to this treatment than others. Application of SPH to modelling surface
tension in real fluids requires the adjustment of parameters for those of the fluids as well as

vdW parameters governing the interaction between different types of fluids [LVCT14].

The final region in Figure 1.1 to be studied adequately involves both hydrodynamics and
solidification. This calls for a coupling of the methods SPH and PF. When it comes to the
merging of the PF method with the SPH method, Lagrangian and Eulerian methods have been
successfully coupled to solve complex natural phenomena [Ben92, HAC74, WWGB09]. An
important requirement here is the mode of communication between the two methods. The PF
method relies on a fixed grid and so is unable to interpret data obtained at random locations
within the system domain. The nature of the SPH interpolation makes this cooperation between
models possible. Within the SPH framework, interpolation is performed at particle locations
whereas the output properties in the figures in Section 4.10 are performed at discrete points

in the system domain where no particle resides. This means that an evolutionary property
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to be communicated between the PF and SPH methods can be translated from grid points to
meshfree particles and vice versa. In this way, cases involving the solidification in the presence
of flow can be treated with high Reynolds numbers and conditions deemed too complex for

traditional computing methods to handle.

A free floating solid particle within a fluid material is arguably one of the most complex cases
to be modelled. Not only does this particle, in the most general case, have complex boundaries
and movement, it also rotates. We have seen that the models mentioned in this work have no
trouble with complex interfaces. The solid particle can be represented in the SPH calculations
as a cluster of spaced SPH particles fixed together. These particles can then interact with the
fluid particles to calculate forces. The movement of the solid particle should be governed by the
hydrodynamics capabilities of the SPH method by calculating linear and angular momentum

due to drag forces.

The capability of the particle to rotate would be affected by the motion of SPH fluid particles
against the impenetrable boundary of the solid particle as well as collisions of solid particles
subjected to a contact force. This contact force (e.g. linear spring dashpot contact force
[RRL14]) appears as a force in the acceleration equation. The effect of the fluid on the solid
particles is to inflict a drag force (e.g. Stokes drag force). The effect of the drag force on
SPH solid particle 7 is related to the difference in average velocities of the solid particles and
the velocity of particle i. This means that in order to calculate the drag force, summations
are required over same phase particles. Once this force is determined, it must be equal in
magnitude to the force on the surrounding fluid. Thus resulting in a net force acting upon the
fluid particles. When applying an SPH summation for each fluid particle over the surrounding
solid particles, care must be taken in order to ensure the forces match. A similar treatment for
the boundary inconsistency may be applied here (Equation (B.7)). This way, the drag force on
each solid particle is translated as a drag force on each fluid particle. Identifying the centre of
mass of the solid particle and the susequent translational and angular velocity determines the

motion of the solid. The PF method governs the evolution of the solid-liquid interface. After
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movement of the solid particle has been completed, the variables are mapped back onto the PF
mesh. The motion of the liquid particles near the solid-liquid interface require careful attention

ensuring heat conduction and material transport are adequately modelled.
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Appendix A

Phase-field free energy

Consider an isothermal system at constant pressure. The state variable to be considered is
the Gibbs free energy of the system. The Gibbs free energy density of a heterogeneous system
per unit volume is assumed to be able to be expressed in terms of the phase-field variable ,
composition, temperature, and their gradients, g(¢, ¢, T, Vo, Ve, VT, ...), where ¢ is composition
and T is temperature. The Gibbs free energy density is written as a Taylor series about the

Gibbs free energy of its homogeneous description (all gradients equal to zero) [CH71, CH59],
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where the subscript denotes gy = g(é,¢,T, V¢ = 0,Ve = 0,VT = 0,V?¢ = 0,....) and go

is the Gibbs free energy density of the homogeneous phase. Thus we are considering a small
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134 Appendix A. Phase-field free energy

displacement of the gradient terms from homogeneity. The free energy must be symmetric
about the origin, thus the coefficients of odd power or order terms are zero. In addition to this,
truncating to omit third and higher order terms we obtain a simplified description of the free

energy density,

o 1 8290 2 1 8290 2 1 8290 2
ago 990
2 2 2
av%v 6+ S Vit S VO, (A.2)

It is obvious that the variables involving the squared terms are symmetric about the origin. An
even derivative of a function with respect to spatial coordinates is also an even function. To

see this, consider a function f(r). We have,
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so that V f is not an even function of r but V2f is. For the second step in Equation (A.4) we
used the result from Equation (A.3) and then applied the product rule for differentiation for

the step after that.

For simplicity let us write g(¢,c, T, Vo, ...) as g(a;, Vay, V2a;) i € {1,2,3} so that a; = ¢,

as = c and ag = T'. The total free energy over the volume V' of the system is then,
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Using integration by parts on the term involving the Laplace operator,
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where 1 is the unit vector in the coordinate direction. The first term is of odd order and the
same reasoning as before results in the coefficient of the first term being zero. The following

have been used in the derivation of Equation (A.6):
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Equation (A.5) then becomes,
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Appendix B

SPH equations

Density

The continuity equation is given as,

Using Equations (4.3) and (4.4) we have,

pi ==pi(V-v)i+0
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m.
= pi Yy —2vi; - Vi, (B.2)
j J

where we used the fact that V1 = 0. One may argue that instead of V1, we may use an SPH
approximation to VC = 0 with any constant C'. This is true and the continuity equation still
holds, however, the evolution towards equilibrium will have a steeper gradient if C' > 1 or the

sensitivity of the density to velocity changes will be different.
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If we use the identity,
—pi(V - v)i=v; - (Vp)i = (V- (pv))s, (B.3)

and apply Equations (4.3) and (4.4), we obtain another approximation to the continuity equa-

tion,
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where v;; = v; — v;.

The summation density (Equation (4.5)) is obtained from Equation (4.2) as,
p= Z m;Wi;. (B.5)
J
Using Equation (4.2), the SPH approximation of 1 can be found as,
5 P

Multiplying this approximation to 1 by p; and subtracting it from Equation (4.5)) gives an

approximation to p; suitable for the treatment of free surfaces and phase boundaries [RLI6],
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Pressure gradient

In order to find the gradient of the pressure field, rather than take the derivative of Equation

(4.24), we proceed with the approximation to the integral representation of the field variable,

VP(r) = /QVP(r’)W(r — 1’ h)dr

P P
‘/J‘“ Yoy o )] d
( P(r)

P
- v+ [ 28
(

V(" YWdr'
r') Qp ()
P

.
=0t [ [ (S ) = Sy ¢
: ((:)) L9 6w) = o7 i

[ PW G PO [
= —ote) [ W' = 23 [ owe

o(r) /Q [P< ), Plr) p(r/)] VW dr'

p(r') — p(r)?

oo (B P,

+

|
—~

The following product rule applications were used in the above derivation,

o oPE) PO
VPW) =V D) (B9
Pix')  [P() _ P(Y)
e LR (D10
Wv¥p(r')  =V[pa)W]-pa)VW, (B.11)

and from line 4 to line 5 of Equation (B.8) we use the divergence theorem from a volume €2 to

a surface S,

/QV(FW)dV:/SFW-ﬁdS (B.12)

along with the fact that the kernel is zero everywhere but within the support domain making

the right-hand side of Equation (B.12) equal to zero.
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Direct SPH approximation of the pressure tensor results in,

(VP = 3 LBV (B.13)
j J

Adding zero to this results in,

vp, =Y %Pjviwij +PV1
j J

= Z @Pjviwfi]‘ + P Z @viWij
— pj — pj

P+ P
; Pj

For the Navier-Stokes equations, the pressure P can be directly replaced with the more

general stress tensor P = IP 4 o where I is the unit tensor and ¢ is the viscous stress tensor.

Divergence of the velocity

The particle density is defined as,

and for the mass density in terms of the particle density,

The derivative of p can be calculated using Equation (B.15) as,

. . 0VVZ] 8WZ] 81“,-]-
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where p = %. Comparing Equations (B.17) and (4.10) gives an expression for the divergence

of the velocity,

—pi(V - v); =my Z Vv Wij,

J
. 1

— (V . V)i = —% E VVZ‘J‘WZ']‘ = —E E V,‘jVI/VZ‘j. (B18)
i i



Appendix C

SPH unity condition

The constants of the Lucy function, the cubic spline kernel and the hyperbolic-shaped kernel

denoted respectively as oy, a.s and ay, are scaling constants determined by the unity condition,
/ Wdv =1 (C.1)
Q

where the integral is taken over a volume €2 in three dimensions.

For Lucy’s kernel we have,

7,3 7,,4

In one dimension (two sides of 0 where || < h on the real line),

4

h 2 3
r r ™ 4

giving ap, = 5/(4h). In two dimensions,

3 !
2
/WdV—aL/ / 1—6—+8ﬁ—3h4]rd0dr—oz,;5h (C.4)
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giving o, = 5/(mh?). In three dimensions,

/WdV /// 1—6——|—8ﬁ—3 4] sin pdpdfdr = oz16—7rh3 (C.5)
- R ~ 05 ’

giving oz, = 105/(167h?).

For the cubic spline kernel we have,

/Qde _ acs[/eg_ =P -4 Y+ /6%< _@-phvL (o)
In one dimension,
/Qde - acs[zfo (2= T =40~ Tldr + 2/h (2~ 7)) = Ghae,  (C7)

giving a.s = 1/(6h). In two dimensions,

. 2h  p2m 147
[wiv=a. / || e praa=gyeanars [ [ g yean = S, (©3)

giving a.s = 5/(147h?). In three dimensions,

/de a// / 2—— - (1—E)]r sin ¢pdododr

2h 27
—|—/ / / (2 — —)37"2 sin pdpdfdr] = 4mh® o, (C.9)
n o Jo Jo h

giving a.s = 1/(4mh?3).

For the hyperbolic spline kernel we have,

3
/dezahs[/ (r—3—6£+6)dv+/ (2 — 2)3av]. (C.10)
Q reQ:r<h h h reQ:h<r<2h h
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In one dimension,
2h ’
/ WdV = aps] / (— — 6L 4 6)dr + 2/ (2 — —)3dr] = Thay, (C.11)
h3 h h h
giving aps = 1/(7h). In two dimensions,

h 27 T3 r 2h 2 r
/ WdV = ap, [/ / (— —6—+6)rdfdr + / / (2 — —)rdfdr] = 3may.h?  (C.12)
Q o Jo B h noJo h

giving aps = 1/(3wh?). In three dimensions,

/ WdV =y, / / / ——6 + 6)r? sin ¢pdodOdr

/Qh/ / 2__ r?sin ¢dgdodr] = —ﬂh s (C.13)

giving ap,s = 15/(627h?).
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A phenomenological phase-field model for martensite
formation

T. T. Arif**, R. S. Qin®*
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Abstract

A phase-field model for the computation of microstructure and texture evolu-
tion of plate formation under applied stress during martensite transformation
(MT) has been developed. The model is based on the phenomenological MT
theory and the symmetric analysis of cubic crystals, and has reproduced re-
alistic martensite grain morphology and accurate crystallographic orientation.
The free energy has been constructed according to the established strain energy
expression and cubic symmetry. The theoretical framework is consistent with
classical phase-field schemes. The model is applicable to MT in a wide range
of real materials and processing, e.g. variant selection and texture formation
in stress-affected MT in polycrystalline materials. The comparison between the
present and existing phase-field models is addressed.

Keywords: Phase-field, martensite, solid-state phase transformation,

phenomenological theory

1. Introduction

Martensite transformation (MT) is a displacive phase transition where atom
mobility is too slow to fulfil the structural transformation. MT can take place

in various materials at a wide range of temperatures, e.g. from 1200 K in ZrO,
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Qin )
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to 30 K in Ar-40N5 [1]. Modelling and simulation of MTs have attracted sig-
nificant attention for many years. More recently, the formation of martensite
during deformation at high strain rates has been studied using modelling tech-
niques [2], modelling the behaviour of stress assisted MT [3] and TRIP steels
using a phenomenological mean-field approach [4, 5, 6, 7], reproducing the elas-
tic and plastic deformations of metallic materials [8], the coupling of MT and
plasticity [9] etc... Martensite in steels is considered one of the strongest but
most brittle of phases. Its excellent strength is favourable in the design of a new
generation of advanced high strength steels, but its poor toughness is detrimen-
tal to the mechanical properties. The aim of the phase-field study of MT is to
provide information on microstructure evolution in MT so as to improve the
understanding of its microstructure-property relationship.

Symmetry preservation is one of the most important restrictions in the de-
scription of crystalline materials. According to Landau-Ginzburg-Devonshire
theory, the free energy density of a bulk phase with cubic crystallographic sym-
metry (gp) can be represented by the following generic format [10]

g =a(dl + ¢y + 62) + ann (9] + 6 + ¢2)°
+ a1a(202 + 207 + ¢2¢2) + ara3 ¢l 2?2
+ a111(¢2 + ¢>§ +¢2)° + a112[¢i(¢§ +¢?)

+ ¢y (02 + ¢2) + 02 (7 + 6], (1)

where a;, a;; and a;j;, are coefficients. ¢,, ¢, and ¢, are the order parameters
along the z, y and z directions in a Cartesian coordinate system, respectively.
For ferroelectric materials such as BaTiOg, ¢, represents the polarization along
the o direction [10]. Eq. (1) preserves cubic symmetry because applying all the
Op(or m3m) symmetry operations to the right hand size of Eq. (1) give the

same value of g,. Within the interface of a cubic crystal, the free energy density
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(gi) is suggested to take the following expression [11]

i =b11 (3, + 05, + 07.)
+ b12(¢z,z¢y7y =+ ¢y,y¢z,z + ¢z,z¢z,w>

o+ baa(@h, + B2+ B b+ BT+ B2, (2)

where by1, b1o and byy are coefficients. The suffixes preceded by a comma denote
partial differentiation: ¢, = 0¢,/0y. Eq. (2) also preserves cubic symmetry.
It is worth emphasising that Eq. (2) represents the general free energy density
within the interface rather than just the conventional interface energy. The
expressions for the anisotropic interface energies, such as those proposed by
Karma and Rappel [12], Haxhimali et al. [13] and Qin and Bhadeshia [14] for
cubic crystals, and Bottger et al. [15] and Qin and Bhadeshia [16] for hexagonal
close-packed crystals, all preserve the symmetrical properties of crystals. The
bulk free energy formula utilized in the computational thermodynamics, such as
the Redlich-Kister equation [17], contains no vectors but scalars (e.g. temper-
ature, composition and pressure) and therefore does not violate the symmetric
properties of the crystal.

The phase-field models based on Eq. (1) have been developed by Ma et
al. [18] and Li and Chen [19] for the simulation of the precipitations in zir-
conium and Al-Cu alloys, respectively. Li et al. have developed a phase-field
model based on Eq. (1) and a simplified format of Eq. (2) and applied this to
the domain morphological evolution of PbZrTiOs ferroelectric grains [20]. The
phase-field model of Zhang et al. is based on a simplified format of both Eq.
(1) and Eq. (2) and has simulated the BiFeOs thin film [21]. Hu et al. has
coupled a much simplified format of Eq. (1) and Eq. (2) with an elastic field
and used the phase-field scheme for the investigation of the phase transition in
Pu-Ga alloys [22]. The phase-field model proposed by Moelans et al. was based
on the first three terms in Eq. (1) and described grain growth in anisotropic
polycrystalline materials [23]. Chen reviewed the application of the extended
format of Eq. (1) in phase-field models to the simulation of ferroelectric mate-

rials where the crystal symmetry may be affected by the applied electric field
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and stress field [24].

There are a number of phase-field models published already in the simulation
of MT and displacive transformation. Wang and Khachaturyan have reviewed
a number of phase-field models based on Eq. (1) for the simulation of MT [25].
Levitas et al. have developed a phase-field model and studied the stress-induced
MT [26, 27, 28], where a Landau type potential has been derived to include the
large rotation and elastic strains [26]. The interface profile and velocity are
found to be a function of temperature and the stress tensor in their solutions
[27]. Recently, Yeddu et al. developed a new phase-field model for MT in
steel which used the 1%, 2"¢ and 5 terms in Eq. (1) to represent chemical
free energy while also considering the anisotropic elastic property in the MT.
Their simulation reproduced the autocatalysis and morphological mirror image
formation [29, 30].

The PF model of Kundin et al. [31] caters for plastic accommodation
and relaxation effects during MT. A dislocation density field is introduced and
evolved seperately and used to simulate the evolution of butterfly-type marten-
site. Within this work, the energy of interaction between two martensitic plates
is also considered. An order parameter for each martensitic variant is evolved
as a set of governing equations. The total free energy of the system is the sum
of the elastic energy and the chemical energy which does not explicitly depend
on composition. Instead, the dependence is on the equilibrium transformation
temperature T and an anisotropic function which in turn has a dependence on
plate width. Once the elastic component of the driving force and the equilibrium
shape of a martensitic plate is estimated, the evolution of the order paramters
may comimence.

The works of Levitas et al. [32] and the references within on the application
of the PF method to martensite transformation is notable for their advance-
ment in the area. The model is demonstrated on the material NiAl with elastic
strains considered small to simplify equations which involves plastic relaxation
in the surrounding bulk during plate formation. While the method also incor-

porates plastic deformation, it is also applied to deduce the interface energy and
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width between two martensitic variants. This not only enables their model to
have the ability to represent martensite - martensite transformations, but also
multiple twinning. A single radial order parameter, Y, is applied to represent
all matrix to martensite transformations along with n additional angular order
parameters, v; : ¢ = 1,2,..,n, where n is the number of twinning systems. The
parameter Y alone is not sufficient in determining the variant and orientation
of the resulting martensitic variant, but is simply used to determine the region
that is a martensitic phase. The variant and orientation are determined by
the additional order parameters v;. The authors state that it is not possible
to represent two simple shears between two martensitic variants with a single
order parameter using the classic application of the PF method to martensitic
transformation. The elastic field is solved completely for the sample in order
to deduce the values of the order parameters. The selling point of the model is
that the number of order parameters are sufficient in describing the myriad of
variant-variant twinning.

Yeddu et al. [33] have developed a PF model in order to determine the
effect of martensite embryo size on the subsequent transformation in steel. The

chemical energy density is expressed as a function of three martensitic domains

(7717 n2, 773) as [34}

chem 1 1
th (71,m2,n3) v §A(7ﬁ+77§+7732,) (3)
1 1
*gB(ni”+n§’+n§)+10(nf+n§+n§)2, (4)

where V,,, is the molar volume and A, B and C are coefficients. Their model
incorporates elastic and plastic strain effects by evolving the strain field through-
out the system.

MT with self accommodation and plastic accommodation has been incorpo-
rated by Yamanaka et al. [35] with three order parameters while considering
the form of the chemical free energy the same as that in Eqn. (4) with the
constants: A =0.15, B=3A+12 and C = 24+ 12. The point at which plastic

deformation takes place depends upon the comparison between the shear and
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yield stresses of the material. The plastic strain as well as the order parameters
are then evolved according to the time dependent Ginzburg-Landau equation.
The plastic accommodation is shown to reduce the elastic strain energy con-
siderably. The resulting crystallographic information is reported to agree with
phenomenological crystallography theories.

MT is driven by the chemical free energy difference between martensite and
austenite. The morphology of martensite, however, is affected significantly by
the strain energy. Based on this consideration, many existing phase-field models
have been coupled with the precise calculation of the strain and stress fields.
These models possess many advantages over the phenomenological and coarse-
scaled approximations, e.g. being able to reveal the fundamental interactions
between mechanical properties and phase transitions in materials. The dis-
advantages include the excess demand in computational resources, difficulties
in the addition of more sophisticated factors and poor agreement with experi-
mental observations. For example, the computational microstructure for MT is
hardly comparable to what is seen experimentally. The composition-dependent
orientation of the habit plane in MT has not been reproduced so far. The
variant selection under external stress, the texture formation and evolution in
martensitic steels and many other important phenomena have not been covered
by many existing phase-field models.

The aim of the present work was to develop a phenomenological phase-field
model to study the MT in steels. The phenomenological description of MT
is easier to understand and has the ability to be scaled up to simulate more
sophisticate phenomena in the thermo-mechanical processing of steels. The
phase-field model developed in the present work is consistent with the MT theory
in steels, and is able to produce realistic microstructure and correct texture
information. Particularly, the model is capable of producing the differences
in the microstructure and texture of MT in various steels and under versatile
processing conditions. For example, it is easy to predict the differences between
MT in 304 stainless steels, Fe-3Mn-2Si-0.4C wt% steel and Fe-31Ni-0.23C wt%,

and to predict the variant selection and texture formation in stress-affected MT
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in polycrystalline steels.
As has been shown, there are many PF models on MT with a microscopic
theme, however, to the authors’ knowledge there are no PF models of the type

used in this paper applied to MT.

2. The theoretical consideration and the phase-field model

The MT in steels transforms face-centered-cubic (fce) austenite (denoted as
v) to body-centered-cubic (bce) martensite (denoted as o) crystals. From a
thermodynamic point of view, the transition can be described by a double-well
potential with the asymmetry representing the thermodynamic driving force
and the height of the peak representing the kinetic barrier [36]. The free energy
density of a steel containing austenite, martensite and the interface can be

represented by the following [37, 38]

_}2 2 i 201 1\2
g = 5@+ (- 0)
+ 1(@)gar + [1 = 1(P)]gy, (5)

where ¢ is the phase-field order parameter with ¢ = 0 representing the austenite,
¢ = 1 the martensite and 0 < ¢ < 1 the interface between austenite and
martensite. € is the gradient energy coefficient and w is a coefficient associated
with the kinetic barrier. h(¢) = ¢®(6¢? — 156+ 10) can be understood to be the
local volume fraction of martensite. It has h(¢) =1 when ¢ =1 and h(¢) =0
when ¢ = 0. The bulk free energies of the martensite and austenite phases are
denoted by g, and g, respectively. The parameters ¢ and w are determined
by €2 = 3\o/1.1 and w = \/(26.40) [38], where o is the interface energy and A
is the half-thickness of the interface. The interface energy is small due to the
coherency of the austenite-martensite interface. There are a limited number of
interface orientations meeting the lattice coherence.

The governing equation for the phase-field order parameter can be derived
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from the second law of thermodynamics and has the following format [37, 38]

9¢

S MEV+ 5 o1 - )1~ 20)

= 300%(1 = 9)*(9ar — 94)], (6)

where My > 0 is called the phase-field mobility which is related to the growth
rate of a martensite grain. The third term within the square bracket on the
right hand side of Eq. (6) is non-zero only within the interface (where ¢ # 0
and ¢ # 1) and at non-equilibrium (where go'y = gor — gy # 0). Therefore
Jar~ is the driving force for MT and the equilibrium corresponds to go =
g~- This is different from reconstructive transformation where the equilibrium
corresponds to the common tangent of the chemical potential rather than the
equivalence of the free energy. The reason is that MT does not involve the
partitioning of chemical compositions. The following consideration on g./- is
for the martensite-austenite interface only where the aim is to solve Eq. (6).

This has

_ _chem strain
Ja'y = Ga'y + aly (7)
chem __ ,chem chem : : strain __
where g/S™ = go" — g5 is the chemical free energy difference and g3/ =
gsirain — gﬁ”‘”” is the strain energy difference between the martensite and the

austenite phases. gff,‘f;m should be negative in MT according to the second

law of thermodynamics. If there is no external stress acting on the steel, then
gﬁf;’;“i” = 0 before the MT. Equation (7) does not include the interface energy
since this has been included and represented by the first term within the square
bracket on the right hand side of Eq. (6). gg’}gm is associated with the chemical
constitution, temperature and pressure of the steel. This value can be obtained
directly from a commercial computational thermodynamic database such as
Thermo_Calc or MTDATA.

A martensite grain is in an oblate ellipsoidal shape. The shear and dilatation
components of the strain energy contribution to the free energy can be assumed
independent. The overall free energy change due to the transformation is de-

pendent on the dilatation normal to the habit plane, §, and the shear lying on
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the habit plane, s. Eshelby analysed the strain energy of an ellipsoidal inclusion
in a homogeneous matrix [39]. The strain energy contribution to the free energy

is given by Christian as [40],

strainl H 2 2
’ == - 1 A
ga'y 1_O,p[9( +UP)
e ™ C
82+ -1 AY)
ted T 3( +ap)a ] (8)
strain2 H m C 2
7 = —(2— —57. 9
ga'y 1_0,p[8 Up)as] ( )

where 1, 0p, A, 6 and s are the shear modulus, Poisson’s ratio, lattice dilata-

tion, uniaxial expansion and the amount of shear, respectively. The gff,ﬁ;”"l

and g5/7*"* are the non-shear and shear components of the contribution re-
spectively. The constants a and ¢ are the dimensions of the oblate ellipsoid.
Ja’~ achieves minimum when A = 0 and ¢/a goes to minimum. In other words,
the overall change from a bcc cell to a martensite cell involves no uniaxial di-
latation. The minimum value of ¢/a affects the nucleation of martensite. The

non-shear contribution can be written as,

strainl H TC oo
’ = 76 ].0
and the shear component as,
strain2 H 7T C 2
’ = —(2 - —s%. 11
gt = 2 - 0) o) (1)

The total energy due to strain is then,

giégain — gzt,l"yainl _~_g(sj7’;ain2
pme o 2—0p o
= 1) . 12
T(l—oyd t 75 %] (12)

Equation (12) shows the strain contribution to the free energy from a dilatation
of § normal to the habit plane and a shear s lying on the habit plane. Writing

this equation in terms of small increments we obtain,

Agstrain _ pume 2— Op

oy = m[(ﬁﬁs)Q +

(As)7, (13)

where A refers to a small change and not the uniaxial dilatation parameter. In

the PF method, a small change in location of the interface is translated as a



small change in the PF variable ¢ at that location, ¢, = % , Oy = g—jj and
¢, = % in the x, y and z directions respectively. In the coordinate system

of the martensite plate, § corresponds to the z axis. The shear direction lies
on the habit plane normal to the z axis and so the shear vector can be divided
into two orthogonal vectors as 5§ = 5, + 5,. In small displacement form, these

correspond to,
AS = ¢k, AF=AF, +AF, = ¢ i+ ¢,j, (14)

where i, j and k are unit vectors in the z, y and z directions respectively.
Considering the fact that the total strain contribution from Eq. (12) in the
untransformed matrix is zero, Eq. (12) can now be written in terms of the PF

variable as,
2—o0,
2

strain __ HmTe

2
aly T da(1 — op) [¢’Z +

(0% + 0%)]- (15)

In addition to the strain energy, the chemical free energy contribution, K, to the
total free energy must also be considered. This depends on the local composition
and temperature. In other words, the affinity of the material to transform at
a given location is gauged by the contribution through the strain energy and
the chemical free energy due to the local composition and temperature. The

chemical free energy is related to the rate of change of the PF variable as,
g™ = k167, + kot + k3o’ (16)

The total free energy contribution is therefore,
Ja'~ = gfﬁrym" + ggi},sm
2—o0 4a(l —o
), dal—0y)
2 ume

2
2 ume 2)¢’y

ume
- 4a(1 — o) I

2—0p+4a(1—crp)k

k1)o?,

+(
da(l —op) 2
14 = gy (17)

The parameter p is the shear modulus and is temperature dependent. The

aspect ratio ¢/a is dependent on composition as well as temperature. Equation

10
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(17) is written as the total free energy per unit volume. Let fi = fo = (2—0,)/2

and d = 4a(1l — 0p)/pmo, to give,

Gory = glU o dka) 6+ (o + )7,

+(1 + dks)¢?,). (18)

Since f1, fo < 1 and the chemical driving force is a negative value during MT,
the direction normal to the habit plane will naturally be less favoured in an

energy reduction sense.

|

16

@ (b) (€)
Habit plane Habit plane Habit plane

Figure 1: Two-dimensional schematic diagrams showing the three invariant-plane strains of:
(a) the uniaxial dilatational strain d; (b) the simple shear strain s; (¢) the general displacement

strain m.

Figure 2: Schematic diagrams showing: (a) martensite transformation with shear, expansion

and deformation; (b) phase-field interpretation of the martensite transformation.

Equation (16) does not imply that the chemical free energy is orientation
dependent. This is achieved through specifying the k;. In this work, all the k; are
equal inferring an isotropic chemical free energy. The main meaning behind Eq.
(16) is that the driving force due to the chemical free energy change at a location
is related to the amount of phase present or more precisely, the amount of phase

to be formed in a given evolution time. Given that k1 = ko = k3 = K, Eq. (18)

11
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does not preserve cubic symmetry unless f; = fo = 1. The latter is clearly
not possible in MT in steels because s > §. However, the coordinate system
defined in Fig. 2 is with respect to the martensite grain while the symmetry
analysis should be based on the austenite grain within which MT is taking place.
Figure 3 demonstrates the relation between the austenite coordinate system
(x4Yy2y) and the martensite coordinate system (zyz). Following the notation
set by Bowles and MacKenzie [41], the deformation vector m = §+ § in the
austenite coordinate system can be obtained by multiplying its representation
in the martensite coordinate system by a coordinate transformation matrix.

This operation is represented as
[y, m] = (v T a")[a m], (19)

where the square bracket represents a 3 X 1 column matrix and (yJ¢«/) is a
3 x 3 matrix. The real value of (yJ a’) is available for many steels and can be
calculated according to crystallographic theory for any steel. For example, the

(vJ o) matrix for the 304 stainless steels has been described in reference [42].

rg

Y

Figure 3: A schematic diagram of the coordinate systems in the austenite and the martensite

grains.
Applying the cubic symmetry operations Oy, (or m3m) to (yJ ') will pro-

12
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duce another 23 formats of (yJa’). These 24 formats represent the 24 grain
variants in MT. Let H;; represent the elements of the (v J ') matrix. Substi-
tuting this into Eq. (19) gives the total free energy in the austenite coordinate

system as

3
1
Jory = Z fi+dk)(Hi¢ o + Hizg,

where f3 = 1. The selection of f; will be discussed later in this work. Eq.
(20) preserves cubic symmetry. Substituting Eq. (20) into Eq. (6) leads to the
governing equation for the phase-field order parameter in MT as,

99

O = MY+ 5 01— 6)(1 - 26) — 30671~ 9’

EZ fi+ dk)(Hin¢ o + Hiod y + Hiz .)). (21)

3. Numerical calculation and discussion

To validate the proposed phase-field model, Eq. (21) is solved numerically
using a 6-neighbour explicit finite difference method on a three dimensional
uniform grid with the following parameters: My = 100, A = 14.3 nm, 0 =
0.6 J/m?2. The parameters ¢ and w are obtained according to €2 = 3\o /1.1
and w = A/(26.40). We have also chosen Poisson’s ratio as o, = 0.285. All
input parameters, except for the mobility Mg, have been obtained from realistic
expected values in martensite transformation in steels. Parameter selection has
taken into account the following considerations:

My - The phase-field mobility is proportional to the migration rate of the
martensite-austenite interface in MT [36]. The latter has been proven to be very
high and is comparable to the speed of sound in steel. However, a larger value
of My requires a smaller computing time step to retain the numerical stability.
The value of My in the majority of the phase-field simulations for diffusional
phase-transitions is less than 50 [43], thus one can choose My = 100 to reflect
the high speed martensite growth. It should be pointed out that the selection

13
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of the value of My does not affect these numerical results in any sense because
no other mechanism is competing with the growth of the martensite grains in
the present simulation.

A = 14.3 nm has been used in a number of papers when the Eq. (5) approach
is used for the free energy density [14, 36, 44, 12]. Following on those references,
the grid size is defined as Az = 0.5\ so that the interface covers 4 grid points.
The time step is defined according to the mathematical theory on the stability
of the explicit finite difference method.

o, - Poisson’s ratio is between 0.27 — 0.3 for steels. The average value of
0.285 has been chosen.

o - The interface energy between martensite and austenite is small due to co-
herence. The value used in the present work is chosen according to experimental
data for the fce-bee interface energy of pure iron [45].

H;; - The elements of the (yJ ') coordinate transformation matrix are
different for MT in different materials. Table 1 lists their values for several
iron-alloys [1, 46]. The calculations in the present work utilized the value for
Fe-30Ni-0.3C wt.% alloys. The approximate habit plane indices for this alloy is
{31510},.

For a typical steel, the chemical free energy change is chosen as K = 3.6 x
10°J/m3. There is a range of choices for K over which growth is possible
(~ 108 — 107), i.e. Yamanaka et al. [35] have chosen to use a chemical driving
force of 1.29 x 10%.J/m? for an Fe-Ni alloy. We assume athermal growth without
diffusion and so we use this value for the purpose of demonstration. Using the
MTS shear modulus model for a 4340 steel [47],

D

T = _—_ -
HT) = o = 0 /T =17

for jip = 85, D = 10 and T = 250°C we obtain u = 72 x 10° Pa. The term dK

can now be calculated as

_ 40 —0y) , _ —0.045518313

c c
/J/]T(l a

dK

(22)

14



Composition (wt.%) Coordinate transformation matrix

0.579632  0.102883 0.5426071
Fe-30Ni —0.552075 0.086760 0.5732948
—0.014871 0.789220 —0.133758

0.575191 0.542067  0.097283
Fe-1.8C —0.550660  0.568276  0.089338
—0.008610 —0.131800 0.785302

0.575371 0.542097  0.097510
Fe-30Ni-0.3C —0.550726  0.568476  0.089244
—0.008855 —0.131888 0.785465

0.584634 0.519305  0.119189
Fe-8Cr-1C —0.529661  0.583719  0.059597
—0.046858 —0.118861 0.813418

0.579356  0.542586  0.102537
Fe-18Cr-8Ni 0.014470  0.133650 —0.788984
—0.552000 0.572979  0.086936

Table 1: The coordinate transformation matrix of various iron-alloys [1, 46].
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Figure 4: The 24 variants of the martensite grains at 10,000 time steps.
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For favourable growth, Eq. (18) implies
dK < —1 = £ < 0.045518313.
a

This gives an aspect ratio well within what is experimentally observed. In fact,
the model must reproduce this same aspect ratio. In other words, writing Eq.
(18) as three separate directions ¢ , = ¢*, ¢, = ¢* and ¢ , = ¢*, where ¢* is
some constant value, in the separate systems respectively, we obtain the total

energy contribution due to Equation (18) as,

(0.85 — dK)¢* in system 1 and 2 (23)

(1—-dK)¢" in system 3. (24)

The resulting ratio will be (1—-dK)/(0.85—dK). This must be equal to ¢/a. The
subsequent quadratic equation gives only a single solution ¢/a = 0.045197387
for dK < —1. This value is used in the subsequent simulations unless stated
otherwise.

Figure 6 demonstrates the numerical results based on the earlier selected
parameter values. The austenite-martensite boundary is defined as the center
of diffuse interface, i.e. ¢ = 0.5. The calculations were performed on a 100 grid
and the time steps for growing the demonstrated martensite plates was 10,000
steps. The initial condition was to put a spherical martensite seed at the center
of the logistic frame with the phase-field order parameter configured for a single

time step as

¢(r,t=0) =1, for r<Az
f(z) = ¢(T,t=0)=ﬁﬁ_1), for Az <r<4Ax .
o(r,t =0) =0, for r>4Ax

It can be seen that the martensite grains have developed into oblate ellip-
soidal shapes. There are 24 variants, and each grain has the grain orientation
the same as that predicted by the crystallographic theory.

To simulate MT in polycrystalline steels, a sample coordinate system should

be chosen, as demonstrated in Fig. 5. The matrix to convert a vector from
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austenite to sample coordinates, (sJ~y) can be calculated according to the ori-
entation of the austenite grains. Eq. (19) in the sample coordinates is changed

into the following format
[s;m] = (sIy)(vT o)’ m]. (25)

The expression for the strain energy in the sample coordinate system can be
obtained directly from Eq. (25) and Eq. (20) using matrix algebra. The phase-
field model presented in the present work can therefore be used to study MT in

polycrystalline steels.

Z,\(ZS \
A N N

Figure 5: The schematic diagram of the martensite (xyz), austenite (z,y-2,) and sample

(zsyszs) coordinate systems.

In steels, the nucleation of the martensite phase takes place at either the
austenite grain boundary or around the inclusions/dislocations inside the austen-
ite grain. Figure 6 demonstrates the numerical results of 50 martensite grains
nucleated and then grown within the computational frame containing 2003 lat-
tice points and 2 austenite grains. The austenite grains have been grown from
random locations and have met at the diagonal plane within the cube. Their

orientations, in terms of Euler angles, are (0.298854, 0.811461, 0.646287) and
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(0.292141, 0.408522, 0.477327). A global grain identity number (gg_id) is intro-
duced to represent the grain property. For example, the austenite grain bound-
ary is denoted by gg_id = 0. The two austenite grains are denoted by gg_id =1
and gg_id = 2. The martensite grains are denoted by gg_id = 3,4, ...52. Marten-
site nucleation is randomly selected in a position with gg_id = 0. The growth
of martensite with gg_id = ¢ > 2 is only possible from the austenite grain and
only if at least one of the nearest lattice points possesses the same gg_id num-
ber. This ensures that the growth of one martensite grain will be unable to
grow when it meets another martensite grain or enter into another austenite
grain. A case where two martensite plates meet is given in Figure 7. The
justification for applying this procedure is that the governing equations used
here provide the strain energy representation for the transition of phase from
austenite to martensite. A strain energy representation for the transition of
phase from martensite to martensite is not yet implemented into the model and
is assumed unfavourable here for steels. The morphologies and orientations of
the martensite grains at t=2000, 7000, 10000, 13000, 16000 and 19000 are shown
in Figure 6. The figures are plotted using the in-house three-dimensional visu-
alization software - MatVisual. Since all the 24 variants have equal possibilities
to nucleate and grow, the steel after MT will not incur the preferred texture.
If an external stress is applied to the steel during MT, martensite grains with
different orientations will have different possibilities to nucleate and grow [42].
Combining the orientation-related nucleation theory with the present phase-
field model will make it possible to simulate the texture formation in stress-
induced MT in steels. Alternatively, suppose that the sample is subjected to an
externally applied stress field oy5. The works of Patel and Cohen [48] show that
the energy term resulting from an applied stress can be added algebraically to
the chemical free energy of the transformation, and subsequently in this model,
to the strain energy. It is known that the interaction energy of a martensitic
plate with the applied stress field is composed of a component directed normal
to the plate (and so is a function of 4) and a component directed along the habit

plane ( and so is a function of s) [46]. However, the algebraic representation

19



Figure 6: Growth of 50 martensite seeds in 2 austenite grains at t = 2000, 7000, 10000, 13000,
16000 and 19000 time steps.
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Figure 7: A figure of the case where two plates meet. Uniquely identifying each phase gives
the model the ability to differentiate between them.

is not specified. Here we represent this energy in the following form so as to

comply with the form of Eq. (12) and be equally dependent on § and s,
(26)

U=on6>+7158%,

where o and 7 is the stress component resolved normal and on the habit plane

respectively. Writing this in terms of the variable ¢ as before Eq. (18) now

35 becomes,
2 2
[(0.85 + dk1)¢7, + (0.85 + dkg)gb,y
(27)

_ !

9o’y d
+(1 + dk3)¢”] = U,

U = UN(¢722) + T(¢?w + ¢72y)

where fi = fo = 0.85 due to the selection of o, and U > 0 is translated as a

favourable contribution to the energy. As before, we solve the following equation

in order to determine c/a:
(28)

%(l—l—dK)—O'N :E

1(085+dK)—7 a
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Figure 8 is obtained by plotting Eq. (28) in order to see the effect of applied
stress on the thickness of the plates. It can be seen that an applied stress normal
to the habit plane causes a larger influence on the thickness whereas stress along

the habit plane has little effect.

.86
8,898
8,896
8,854
8,892

8,85
8.848
8,846
8,844

4e+008
Ge+BB3
Be+0808

On habit plane {(Pa}

Hornal to habit plane (Pa} Se*0UF —oitpe nng

Figure 8: 3-Dimensional plot of the plate thickness dependence on the applied stress.

Figure 9 is obtained by investigating the effect of the applied stress on the
normal component of Eq. (27). It can be seen that an applied stress on the
habit plane results in a large reduction in the transformation energy for growth
normal to the habit plane. Figure 10 is obtained by investigating the effect
of the applied stress on the habit component of Eq. (27). It can be seen
that an applied stress on the habit plane results in a large reduction in the
transformation energy for growth along the habit plane. Since the magnitude
of increase of the transformation energy due to applied stress in the normal
direction is less than the reduction caused by stress on the habit plane, and vice
versa for the thickness, from these plots it is seen that for general applied stress,
the free energy of formation is reduced (for appropriately oriented variants) and
the thickness is increased. This is the same conclusion arrived by Ohtsuka et al.
[49]. Of course, some orientation variants will have an unfavourable interaction

with the applied stress field. This can be seen from the two figures that force
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resolved normal to the habit plane is unfavourable in terms of energy reduction.
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Figure 9: 3-Dimensional plot of the transformation energy normal to the habit plane and its

dependence on the applied stress.

It is seen from Eq. (27) that if U > 0, the interaction of that particular
martensitic variant with the applied stress field is favourable. For the simula-
tions of the effects of applied stress on the growth of a single plate, the following
conditions are chosen:

Case 1: ¢;; = 0,

1 00
Case2: ;5= 0 0 0 |,

0 01

1 00
Case3: 7= 0 1 0 |,

0 01

where the applied stresses have units of GPa and no rotation matrix is applied
to the plate for demonstration purposes.

Case 1: Eq. (28) is solved giving ¢/a = 0.0452

Case 2: Eq. (28) is solved giving ¢/a = 0.0576

Case 3: Eq. (28) is solved giving ¢/a = 0.0576.

The results for all cases are given in Figure 11.
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Figure 10: 3-Dimensional plot of the transformation energy in a direction lying on the habit

plane and its dependence on the applied stress.

The method implies that for some cases the nucleated variant has an un-
favourable interaction with the applied stress field and thus, if the unfavourable
interaction is large enough, is unable to evolve. To demonstrate this, all 24
variants are nucleated and subjected to growth under the same applied stress
field. The results are given in Figure 12. The number of martensitic plates
having a favourable interaction with the applied stress field is 12. The number
of plates having unfavourable interactions but are still able to evolve due to this
interaction being weak are 4. Tables 3.4 and 3.5 in the works of Kundu [46]
show results which agree with this very well. Aspect ratios of martensite plates
formed in the absence of prior plates were shown to increase with applied stress
[50]. This feature is reproduced in Figures 11 and 12.

It is well known that the total formed martensite volume fraction is a func-
tion of various parameters such as temperature and applied stress. This in-
dicates the existence of an equilibrium mechanism. The theory developed by
Eshelby [39] provides the necessary contribution to the elastic field at a point
close to and far away from an ellipsoidal inclusion. Due to the complication of

the case for intermediate distances from the inclusion, this is not available as a
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Figure 11: The 3-Dimensional growth of the plate and the 2-Dimensional contour plot of the
value of ¢ under no applied stress (top), 11 = o33 = 1GPa (middle), and 011 = 022 = 033 =
1GPa (bottom).
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Figure 12: 3-Dimensional plot of the 24 grain variants under a uniaxial applied stress of

1GPa.

simple phenomenological model. Rather than resolving the elastic stress tensor
throughout the sample at each location, the model can diffuse elastic properties
during plate growth in such a manner as to reproduce the phenomenological
model of Eshelby’s inclusion at large distances. Similar treatment has been ap-
plied to the evolution of the plastic strain energy in the past [35]. Application
of this procedure will enable the present model to both reproduce variant selec-
tion due to formed martensitic plates and to predict the final volume fraction
of martensite due to the elastic field effect of prior formed plates. This problem

is not tackled in the present work and will be revisited by future work.

4. Conclusion and remarks

A phenomenological phase-field model has been developed. The model is
different from existing phase-field models for martensite transformation in many
aspects:

a) The model developed in the present work has introduced only one phase-
field order parameter, while other phase-field models for MT utilise three order

parameters. This has reduced the computing time in the simulation of MT
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by two-thirds. The meaning of the phase-field order parameter in the present
work is associated with the volume fraction of the martensite phase. The order
parameters in some of the other phase-field models are related to the Bain strain
in three directions. The present model is easy to scale up to deal with a much
larger domain and include additional factors in the growth mechanics.

b) The phase-field model developed in the present work utilises the phe-
nomenological strain energy description associated with MT directly. Most
other phase-field models are based on the elastic field analysis in martensite
transformation, which require the calculation of elastic distortion in steels. Due
to the phenomenological description, the present phase-field model enables the
reproduction of a more realistic steel microstructure formed by the martensite
phase transition.

¢) The model proposed in the present work is able to produce 24 variants with
accurate crystallographic orientations. This provides opportunities to simulate
texture formation and evolution in steel processing.

d) It is straightforward to expand the current phase-field model to the sim-
ulation of the stress-induced martensite transformation within polycrystalline
steels. The method can be used directly to simulate MT in some real steels
since the input parameters for the present phase-field model, such as the crys-
tallographic data, are available for most steels.

e) The phase-field model has been shown to be able to incorporate the effects
of applied stress to the resulting strain energy change and subsequently on
variant selection. In addition, the models ability does not end at uniaxially
applied stresses but also those with arbitrary direction vectors.

f) It has been shown to be relatively simple, both due to the ease of the com-
prehension of the model and due to the reduced computational effort, to include
mechanisms that effect the evolution of martensite as long as phenomenological
formulae for the effect of the mechanism is accessible.

g) Due to the progressive nature of the model, the size and shape of a plate
need not be checked at all throughout the simulation.

h) The effects of temperature and composition on the morphology of formed
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plates are incorporated directly throught the term K. This enables the part
of autocatalysis which is influenced by local driving force changes such as that
seen in bainite formation due to local composition changes [51].

Due to the phenomenological description, some of the microscopic phenom-
ena in martensite phase transitions have not been addressed in the present work,
for example, the effect of the dislocation density on the morphology and orien-
tation of martensite grains and the crack formation in the martensite grain.

These problems will be addressed in future works.
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the chemical free energy change of the two phases derived from established regular solution models,
the current model is able to deal with autocatalysis.
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1. Introduction

The phase-field (PF) method is used in the domain of materials
science for simulating microstructure evolution on the mesoscale.
The locations, sizes and shapes of the grains involved are repre-
sented by the PF variables. The evolution of the PF variables is then
governed by a set of partial differential equations. They have nearly
constant values within the grains but vary continuously over the
interfaces between them. This means that the interface has a width
and is not infinitesimally thin. Thus the method is said to have a
diffuse-interface description. Unlike sharp interface methods, the
diffuse-interface nature enables the computation of complex
microstructures without explicitly tracking the interfaces. The
method has been reviewed extensively, such as that in Refs. [1,2].

A PF model involves the formulation of a free energy functional
of the PF variables and their gradients. - A form of the free energy
functional includes the PF variable ¢ as a means of distinguishing
coexisting phases along with the composition field C and temper-
ature T as [3]

- 1, 1,e o]
6= [ |anlenC.1)+ 3 9CP + 52 T2 o 1)

where ¢cand ¢, are the gradient energy coefficients and go(¢, C, T) is
the free energy density over the volume V. The governing equation
for ¢ is derived from G in a thermodynamically consistent manner
adhering to the second law of thermodynamics. Eq. (1) can be cou-
pled with a thermodynamic database [4-7] and used for the simu-

* Corresponding author. Tel.: +44 207 5946803; fax: +44 207 5946757.
E-mail address: r.qin@imperial.ac.uk (R.S. Qin).

0927-0256/$ - see front matter © 2013 Elsevier B.V. All rights reserved.
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lation of solidification [8], grain growth [9], solute drag [10] and
many other processes. The method has thus gained momentum in
microstructure formation and evolution. In solid state phase trans-
formations there have been PF models that consider displacive
transformations [11] and those that consider diffusive transforma-
tions [9,12].

Considered within the present work is a PF model able to utilise
both diffusive and displacive mechanisms in its treatment of
microstructure evolution. The microstructure focussed upon is bai-
nite. Bainite is a microstructure resulting from the decomposition
of austenite usually found to occur at a temperature between the
pearlite reaction and the martensite start temperature (Ms). Ini-
tially detected as a unique microstructure in the early 1900s
[13,14], interest in this multi-phase product of austenite grew once
its benefits were realised. Bainitic steels boast improved strength
without the expense of weldability and toughness and have appli-
cations in the railway, automotive industries and structural engi-
neering [15-19]. The time-consuming process of producing
bainitic steels prompted the desire to understand and formulate
models for the kinetics and formation of bainite.

Following the kinetic model of Bhadeshia [20] the supersatu-
rated ferrite sub-units form in austenite via a displacive mecha-
nism. The ferrite sub-units form martensitically without the
partitioning of alloying elements. Due to the higher temperatures
when compared to martensite, the partitioning of the interstitial
carbon from the supersaturated ferrite into the residual austenite
follows soon after. Upon carbide precipitation in the austenite,
the upper bainite microstructure forms. As the temperature is re-
duced, this diffusion process is slowed down which results in
carbon precipitation within the bainitic ferrite giving lower bainite
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[21]. The transformation strains are accommodated plastically
with the growth of the sub-unit limited by the dislocation debris
[20,22-24]. The repeated nucleation and growth of these supersat-
urated bainitic ferrite sub-units gives the overall sheaf structure.

There have been efforts to model Bainitic phase transformation
using a multiple order parameter phase-field model [25], in which
both displacive transformation and carbon diffusion are consid-
ered. However, their work considers the entire sheaf as a single
structure. This is opposed to the experimental fact that a sheaf
consists of many individual sub-units. In the present work, a single
order parameter phase-field model will be developed and the
sub-units in bainite will be considered.

2. The phase-field model and the transformation theory

The governing equation for the phase-field order parameter, ¢,
derived from Eq. (1) using the second law of thermodynamics is gi-
ven as [3,26]

B = M| 2726 4501 = 9)(1 - 26) - 30671 ~ 9 (gs )|

ot
(2)

where 0 < ¢ <1 is the interface between austenite and supersatu-
rated ferrite with ¢ =0 representing the austenite and ¢ =1 the
supersaturated ferrite. ¢ is the gradient energy coefficient and the
coefficient w is related to the kinetic barrier. g, and g, are the bulk
free energies of the supersaturated ferrite and austenite, respec-
tively. The parameters are related by the equations & = 3.0/1.1
and w = //(26.40) [27], where ¢ and / is the interface energy and
half-thickness of the interface, respectively. g,z—-g, is the driving
force for microstructure evolution.

Bhadeshia expressed the strain energy of an ellipsoidal inclu-
sion for the example of a martensitic grain as [28]

in _ d1 2. M o 2 2
octlggm:a_zlu' m :a—zﬂ(5x+5y+5) (3)

where m is the total deformation and is the sum of the shear strains
along the x direction s, and along the y direction s,, and the uniaxial
dilatation strain 4. a; and a, are the dimensions of the ellipsoid and
w is the shear modulus. In the current phase-field model, the super-
saturated ferrite can be considered as an ellipsoidal inclusion. The
orientation of the interface is represented by the gradient of the
phase-field order parameter

. V¢ 1 (0¢. 0p. 0.

"=~ o a0+ ) @
Phase transformation takes place at the interface. For an interface
with surface area Js and migration rate ¥(t), the volume of the
new phase formed in the transformation within time duration ot
is ds-¥(t) - not. The dimension of the newly formed phase along
the x direction is therefore represented as

ss-[(t)] -t 0 0O

Vol ox ~ox ()
The growth of the new phase along different directions causes dif-
ferent amounts of strain. Therefore, one has sy o f; %,sy x f> g—;’ and
d x f322. Eq. (3) is hence represented as

dz*
=[O+ by + 19 (6)
where ¢,, = d¢/0x; is the rate of change of ¢ in the x; direction. The
change of chemical free energy only depends on the amount of new
phase formed, and the free energy density difference between the
new and parent phases.
The driving force is then

Sy = 8 — & = (5™ — &) + (g™ — &™)

= (fPx +F oy +F7) + 855" (7)

The chemical free energy density difference can be obtained from a
thermodynamic database and is usually isotropic [1,4], meaning
kq = ky = k3 = k in the following equation:

g =k 0% + kot + ks (8)

It should be pointed out that f; and k; are unspecified coefficients so
far and that the squares of the f; can been omitted since the square
of an unspecified constant remains an unspecified constant. Eq. (7)
is therefore reduced to

Sosy = (i + k) @2 + (fo + ko), + (fs + k3) 9)

Given a transformation matrix from the growing crystal coordinate
system to the parent crystal coordinate system with elements rep-
resented by Hy, the final form of the driving force becomes for an
isotropic chemical free energy (ki =k, = k3 = k)

3
Ly = O _(fi + k) (Hi ¢ + Hady + Ha,)? (10)
i=1

The phase transition from the parent phase to the new phase re-
quires that gy, < 0. The f; are specified as f; = f, and f3 = ¢4f; accord-
ing to the experimental observation of the morphology of the new
phase. c; is a shape factor in the anisotropic driving force and re-
lated to the equilibrium aspect ratio of the bainite sub-unit. In dis-
placive phase transformation, solute composition of the new phase
is the same as that for the matrix due to its diffusionless nature. The
volume change between the new phase and the parent phase is
incorporated in the strain and the transformation matrix Hj;.

The width of the bainitic sub-units depend upon alloying ele-
ments. In particular, an increase in carbon concentration translates
to a decrease in the aspect ratio of the sub-units [29]. This means
that the shape factor c; = c¢4(c) is a function of the carbon concen-
tration c. Due to the shape change we must have that
cifi +k = fi +kVcy, k. Since k<0 we immediately have that
¢1 > 1-c; is a monotonic decreasing function of c. Also at the equi-
librium between bainitic ferrite and austenite (i.e. at Ty and ¢*), we
have zero driving force for bainite growth giving c;(c*)f; + k(c*) =
f1+k(c")=0.Since k(c*) =—f1, we have that f; + k(c*) = 0 holds. In or-
der for c¢;(c*)f; + k(c*) = 0 to be true we must have c¢;(c*) = 1.

Given a function I(c) describing the aspect ratio of bainitic sub-
units, we can impose the requirement that at a carbon composition ¢

c1(Ofi + k(c) = p(l(©)) (fi + k(c)) (11)

where  is a function relating the coefficient of the right hand side
of Eq. (11) to the resulting aspect ratio. To clarify Eq. (11), c1(c) is
the previously mentioned shape factor and I(c) is the experimen-
tally observed aspect ratio. However, observing Eq. (2) it is not obvi-
ous that the resulting aspect ratio of the bainite sub-units in the
models output has a simple relation to ¢;(c). In other words, a shape
factor of c; does not necessarily result in an aspect ratio of ¢;. There-
fore, 8 is introduced to establish the connection between c;(c) and
the resulting aspect ratio. For instance Fig. 1 shows that the evolu-
tion of the resulting aspect ratio given an input coefficient of 0.05
(i.e. 0.05(f; + k(c))) tends to a limit (approximately 0.125). This
would then mean that $(0.125) = 0.05.

Given reports that an aspect ratio of 0.025 is most frequently
observed with 0.008 being the minimum, we require that
I(c’)=0.008 and at the initial average composition of
C, (Ic) = 0.025. Then c; can be calculated as

BUl(c))(fr + k(c)) — k(c)
fi

ci(c) = (12)
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o
1]

] 18 20 30 48 568 68 70 88 98 168
Tine Steps (X 168)

Fig. 1. The evolution of the aspect ratio with time for an input coefficient of 0.05. In
the figure the discrete steps are due to the lattice spacing while the system evolves
toward the limiting aspect ratio.

Note that it gives ¢;(c¢")=1 and for c < c¢*, ¢;(c) > 1. Since austenite
enrichment will only serve to provide the nucleation of bainite in
a higher carbon enriched environment, the local composition will
not drop below c.

Within this work we assume I(c) to be a function of the form,

I(c) = —hytan~' (hyc + hy) + h3 (13)

with the conditions that

(a) I(c)=0.008 at c=c".

(b) I(c)=0.025 at c=c.

(c) l(c)—»Oasc—>oo

(d) [ leyde > [ [(F297) (x — €) + 0.025]dx.

Eq. (13) is visualised along with the conditions in Fig. 2. Using
(a-c), Eq. (13) can be written in terms of hy which can then be
specified using condition (d). By imposing the last condition we ca-
ter for the observation that some aspect ratios are more common
than others. The choice of Eq. (13) is due to its monotonic decreas-

0,025 [ "
X
\ 1e)
8.02 [Condition (b}
g
0.015 | fle)
N
0.01 Mg
0.008
ol / Condition (c)
Condition (a) N \
0,612 06.614 0,016 0,018 9.92 0,022 0,824 0,02
A
\ ¢
c c*

Fig. 2. A plot of I(c) with h; =6843.168, h, = —136.22, h; = 0.012566, h, = 0.008,
¢*=0.02 and ¢ = 0.0111. The implications of the conditions of Eq. (13) are shown in
the figure. Condition (d) implies that [I(c)dc > [f(c)dc within the range ¢ < c < c". It
can be seen from the figure that for the majority of the c range, I(c) returns an aspect
ratio close to 0.025 .

ing nature and that it can be made to satisfy condition (d). The
integral on the right hand side of condition (d) is the area beneath
a linear equation from coordinates (¢, 0.025) to (c¢*, 0.008). The four
conditions ensure that the majority of the aspect ratios observed
are close to 0.025. In reality, I(c) will be determined from more
thorough experimental evidence so that sub-units with accurate
aspect ratios are observed for corresponding carbon enrichment.
Note that it has been assumed that the majority of the c range con-
sists of 0.025 aspect ratios and the larger ratios lie below ¢ .

After the displacive transformation, carbon in supersaturated
ferrite starts to precipitate away from the ferrite and forms
cementite. Both the ferrite and the cementite form the bainite.
The formation of the supersaturated ferrite is formed by displacive
transformation. But the formation of the cementite phase is a
reconstructive transformation and is controlled by the diffusion.
The governing equation for solute concentration is determined
using the Cahn-Hilliard diffusion equation [30]

ac

ple
%=V {Mcvg} (14)

and conserves mass. The free energy density (the expression within
the integral) of Eq. (1) is written as

_ 1, 2 1 2
g=h(¢)gs +[1 —h(¢)lg, + a0? (1-9¢) +§32|V¢>\ (15)

The interpolation function [31] h(¢) = ¢>(6¢>*~15¢ + 10) is trans-
lated as the local volume fraction of the phase. M is the concentra-
tion mobility and % = 3‘5 — V- is the functional derivative. To
determine M, Eq. (14) is expanded into

@ =V [DV( (16)

where D = MC‘;§ and D is the diffusivity. The form of g‘hem for the
binary Fe-C system with two sublattices and a' and a? sites with
site 1 occupied by Fe and site 2 occupied by C and Va (vacant sites)
is given as [32,33]

2™ = Y2 Greva + Y2 Grec + RT[@ (Y2 InY2 + Y2, InY2)]

+ Yo, Yelrevac + G (17)

where Y; denotes the site fraction of component i on sublattice s,
Lre:vac 1S an interaction parameter with the comma separating
two components in the same sublattice and a colon separating
two in different sublattices. The relation between the site fraction

. S sYS
and molar fraction x; of component i is given as x; = % and
s “Tva

Yva = 1-Yc. G is the contribution due to magnetic ordering, °Gee.va
is the Gibbs free energy of pure Fe and along with °Gge.c and Lge.vac
is given in [32]. We have a=3, a' =1 and a? = 3 for ferrite and a = 1
and a' = a® =1 for austenite. Note that here Eq. (17) corresponding
to ferrite is used to approximate g, . Thus, using Eq. (17), the
functional derivative in Eq. (14) can be calculated as ¢ = gf which is
just the chemical potential. This is calculated both i 1n ferrite oo and
austenite y and takes the form

ag ag?f?em _ BgZhem
e = h(g) “Schem . [1 — h(g)] S
o i gl
78 _ ()T 11— () Lo (18)

where the volume fraction h(¢) takes on the value 1 in ferrite and 0
in austenite. D in Eq. (16) is then calculated via Eq. (18).

For autocatalytic nucleation, a random number generator is
used around the ferrite tip area of previous sub-units with the
nucleation probability being calculated according to the driving
force at that lattice point. During the transformation there will
be carbon enrichment of the residual austenite reducing the
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driving force available for the nucleation and growth of subsequent
sub-units. The condition for growth is AG’ = *< —400] mol!,
where AG” ~ * is the chemical free energy change for the transfor-
mation [34]. This equation is simply the locus of points for which
the free energies of bainite and austenite are equal (T, in [35]).
At the points above this line the driving force is insufficient to com-
pensate for the strain energy involved in the plastically accommo-
dated bainite transformation [15,35]. The effect of carbon
enrichment in austenite is to reduce the magnitude of the k term
in Eq. (10) until eventually growth is no longer favoured.

3. Results and simulations

An explicit finite difference method is used in solving Egs. (2)
and (14). The phase-field mobility is chosen as M, = 100 to reflect
the speed of bainite transformation when compared to diffusional
transformations and the concentration mobility is Mc=0.00046 in
order to be slower than the displacive growth of the sub-units. The
half-interface thickness and interface energy are A= 14.3 nm
[3,26-28] and ¢ = 0.72 ]/m? [36], respectively. The grid point spac-
ing is defined as Ax = 0.5/ giving the width of the interface as 4
grid points [3,27,37]. k is related to the chemical free energy at
500 °C and is determined using Eq. (17). The following numerical
results are obtained with 0.241 wt% carbon initially distributed
homogeneously over the entire system.

The simulations are set up as follows: the simulation grid is set
up with a given set of dimensions. The lattice points at the sides
and edges of the grid are not part of the domain and are simply
there to contain the system domain. In the case of a single austen-
ite grain, an austenite grain is grown spherically from the centre
until the entire grid is austenite (except for the previously men-
tioned lattice points at the sides and edges). When a bainite sub-
unit is nucleated at the boundary, the nucleation actually occurs
a single lattice point away from the austenite grain boundary

(a)

(b)

0.012 ~

i
wl =

0.0105

e TO
— T1
/ P
0.01 /, — T3

0.0095 T T T T T T T T T d
50 51 52 53 54 55 56 57 58 59

Lattice Point

Concentration

Fig. 3. Concentration profile of carbon across the bainitic ferrite/austenite interface
at increasing time steps.

and two lattice points from the grid sides and edges. In the case
of multiple austenite grains, the grains are grown spherically from
multiple locations within the grid. When two austenite grains
meet, there will be two adjacent lattice points consisting of austen-
ite grain boundary and no growth will occur here.

A single sub-unit was nucleated at the centre of the logistic do-
main of dimension 100>, The sub-unit grows to a limited size be-
fore its growth is stopped. Carbon is segregated out of the ferrite
during the sub-unit growth but at a much slower speed than the
growth of the sub-unit itself. Fig. 3 represents the carbon distribu-
tion evolution across a sub-unit and shows that the concentration
within the sub-unit approaches minimum while the carbon con-
tent approaches the average concentration with increasing dis-
tance from the centre of the sub-unit. Fig. 4 shows the carbon
profile and the driving force across a sub-unit.

Asecond simulation with the same parameters was performed in
order to demonstrate autocatalysis. Fig. 5 is the result from the
nucleation of a sub-unit at the austenite grain boundary with subse-
quent autocatalytic events while Fig. 6 shows a single autocatalytic

0.0163607

0.008256144

1.51588E-4

Fig. 4. Images of (a) carbon composition distribution and (b) driving force distribution across a sub-unit.
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Fig. 5. Autocatalysis events at the tip of a sub-unit nucleated at the grain boundary
(grid size = 150%).

event. Fig. 7 presents the resulting sheaf obtained from repeatedly
applying the autocatalysis event of Fig. 5 using MatVisual.

4. Discussion and conclusion

The bainite transformation temperature is chosen as 500 °C so
as to concur with all the temperature ranges given by the equa-
tions found in [38-41] for 0.241 wt% C. The apparent thickness of
bainitic sub-units was shown to depend on temperature [34]. In

10

25

10

this case c;(c) can be made to depend upon temperature. Carbide
precipitation was not considered for the numerical results, how-
ever, there are many applications of carbide-free bainitic steel [34].

From the carbon profile in Fig. 4a, we see that enrichment oc-
curs much less in the austenite at the tip of the sub-unit. This is
due to the larger surface area available for diffusion of carbon
out of the ferrite. The diffusion process continues until chemical
equilibrium is reached. The rate at which carbon is ejected from
the ferrite into the austenite is much faster than the diffusion rate
of carbon in austenite. This causes the austenite adjacent to the
sub-unit to become supersaturated for some time while gradually
homogenising over the domain. In the case of bainite growth, mul-
tiple sub-units are nucleated in close proximity with films of aus-
tenite in between. Fig. 6 shows the carbon profile for a single
autocatalytic event. Here the carbon is seen to be trapped in the
film of austenite between two sub-units. The relatively slow mobil-
ity of carbon in austenite along with this trapping effect prolongs
the bainite transformation [21,42] enabling a volume fraction of
bainite to form that is greater than if the concentration was distrib-
uted homogeneously. The concentration levels of the trapped aus-
tenite films may then exceed the concentration levels given by the
T, curve [34].

The driving force distribution about a sub-unit is displayed in
Fig. 4b. Due to the increased amount of carbon ejected into the aus-
tenite adjacent to the sub-unit, there is a larger reduction in driv-
ing force in these areas rather than at the tips of the sub-units
where carbon saturation is to a lesser degree.

In models for calculating the kinetics of bainite transformation,
an autocatalysis factor is often used to gauge the rate of autocatal-
ysis [21]. In the present phase-field model this is implicitly taken
into account by the random number generation along with the
driving force so that the location and rate of autocatalysis is gov-
erned by the current state of the system. The nature of this method
of incorporating autocatalysis enables carbon enrichment to affect
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Fig. 6. The carbon concentration profile of a single autocatalysis (grid size = 100%). The figures are of a small section of the simulation domain and not the entire domain itself.
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Fig. 7. A sheaf of bainitic sub-units (grid size = 100°).

a particular sheaf while the less enriched blocky austenite is still
allowed to transform [21]. The effect of an increase in carbon con-
centration is translated into the model through the k term of Eq.
(10) reducing the driving force and subsequently the speed of
growth until growth is no longer possible. This will enable the
reproduction of the incomplete transformation phenomenon fre-
quently seen in bainite formation [21].

The numerical results were obtained for a 100% and 1503 grid. A
larger domain will result in a more accurate visual representation
since the interface between the two phases while remaining as
four grid points will constitute a smaller fraction of the domain.
The concentration mobility Mc was chosen as such because the va-
lue resulting from Eq. (16) while realistic is too small and subse-
quently slows the simulation. However, as long as the choice is
much smaller than the phase-field mobility so as to not diffuse
too far ahead of the interface, the results remain accurate. The cur-
rent model can be adapted to simulate a whole sheaf by repeatedly
applying the autocatalytic process as seen in Fig. 7. The driving
force for the nucleation of bainite is expressed imperially as

AGy = Gy — it (Ws —T)

where p; = 7.66 J/(mol K), G, is the universal nucleation function gi-
ven by G,=,Ws—p3 where p; =3.6375]/(mol K) and p5 = 2540
J/mol [15,34,35]. Here, Ws is the highest temperature at which
ferrite can nucleate via a displacive mechanism. The condition for
nucleation at a grain boundary is then AG, <G, [21]. In order to
produce multiple sheaves of bainite, this condition for nucleation
as well as the condition for growth can be used in the present
model. The function B(I(c)) can be determined by simulations such
as that in Fig. 1.

The phase-field variable ¢ in this paper is a means of determin-
ing the existence of the bainitic ferrite phase. When it comes to
bainitic ferrite phases with different orientation, the growth direc-
tion (being different for each orientation) is incorporated implicitly
into the model through the transformation matrix Hy; of Eq. (10). Hy;
is an input parameter and is specified for each bainite sheaf. When
considering multiple austenite grains, the orientation matrix of
each austenite grain is then incorporated into H; by multiplying

it with the bainite sheaf transformation matrix. The presence of
this transformation matrix enables the simulation of multiple
sheaves of bainite within multiple grains of austenite with only a
single phase-field variable.

The developed phase-field model utilises just a single phase-
field order parameter reducing the computation time. The order
parameter used is related to the volume fraction of bainite formed
and can be extracted from the model. The phenomenological
description enables a more realistic morphology of bainite forma-
tion in steels. Carbide formation has not been considered in the
present work and may be considered in the future.
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Abstract. The phase-field method is rapidly becoming the method of choice for simulating the
evolution of solid state phase transformations in materials science. Within this area there are
transformations primarily concerned with diffusion and those that have a displacive nature. There
has been extensive work focussed upon applying the phase-field method to diffusive
transformations leaving much desired for models that can incorporate displacive transformations.
Using the current model, the formation of martensite, which is formed via a displacive
transformation, is simulated. The existence of a transformation matrix in the free energy expression
along with cubic symmetry operations enables the reproduction of the 24 grain variants of
martensite. Furthermore, upon consideration of the chemical free energy term, the model is able to
utilise both the displacive and diffusive aspects of bainite formation, reproducing the autocatalytic
nucleation process for multiple sheaves using a single phase-field variable. Transformation matrices
are available for many steels, one of which is used within the model.

Introduction

The phase-field (PF) modelling of microstructure evolution has evolved considerably with its
current forms being established more than 20 years ago by Chen [1], Wang [2] and Langer [3].
However, in comparison to other more established methods, it is considered that the PF method is
yet to sufficiently mature. While there have been many works focussed upon diffusion based
growth such as solidification [4], grain growth [5,6] and solid-state sintering [7], there are few
models established for realistic reproduction of the displacive transformations martensite and
bainite.

There are two types of PF models when it comes to the application of the method. The first type
(Type A) was derived from microscopic theory ([1,2]) and applied to solid-state phase
transformations. The field variables in this type of model are related to physical order parameters
such as the local composition and long-range order parameters corresponding to crystal symmetry.
In the second type (Type B), the main variable is called the phase-field variable and is
phenomenological in nature ([3]). This variable is introduced in order to relieve the computational
strain of having to track the interfaces between domains explicitly. This type of model is more
popular in solidification models.

We will be applying a PF model of the second type with a single PF variable to martensite
formation and with an additional composition field variable to bainite formation. This is due to its
phenomenological description and its ability to deal with larger systems with relatively low
computational cost. The derivation of the model involves the PF parameters which are determined
by comparison with observed macroscopic properties and with the sharp-interface equations at the
zero-width limit. The value of the PF variable is considered constant within domains while varying
continuously between two domains. The location of the interface between two domains is
determined by the value of the PF variable.

Any further mention of the PF method will imply Type B as mentioned previously.

The phase-field model
A PF model begins with the description of the free energy of the system as a functional of the PF
variable ¢, the composition field C, and temperature 7 [8],



G =ﬂg(¢,c,T)+%gcz(6C)2 +%g¢2(§¢)2}ﬁ, (1)

where ¢, and ¢, are the gradient energy coefficients corresponding to the composition field and

the PF variable respectively. g is the free energy density of the domain Q. ¢ = O refers to the
parent phase and ¢ = 1 refers to the product phase while 0 < ¢ <1 is considered the interface
between the two.

In steels, MT is accompanied by a transformation from a face-centered-cubic lattice to a body-
centered-cubic lattice. The transition from the parent austenite phase to martensite is due to the
chemical free energy difference of the two phases. The resulting morphology of the martensite grain
is then due to the strain energy difference. While the chemical free energy of the two phases is
important, there is no actual change in the composition field during martensite transformation in
steel. This means that the free energy density need not involve any gradients of the composition
field. The free energy density is then written in terms of the PF variable and the bulk free energy
densities g, and g, of the martensite and austenite phases respectively as [8],

=5 VI 4 -9 4 @)g, +TI- H @), )
[0}

where A(¢) = ¢’ (64> —15¢+10) is the volume fraction of martensite. The coefficient @ is related

to the kinetic barrier.
The governing equation for the PF variable is obtained by applying the second law of
thermodynamics to Eq. 1 [8],
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where M is called the PF mobility and is related to the rate of growth of the product phase which
in this case is the martensite. g, — g, is the driving force for the transformation and we have
equilibrium when g,. = g, . Note that this is different from diffusional transformations where the
common tangent rule is applied.

The free energy change, g, —g,, can be seperated into the free energy change due to the

chem chem

chemical free energy difference, K =g, —g, , and that due to the strain energy difference,
strain strain strain

a'y = o' - V4
The strain energy difference can be approximated in the following form [9],

. K 1s assumed to be constant for MT.

strain c —
ga'}/t :_/u'mz > (4)
a

where m =5+ is the deformation vector with § and & the shear and dilatation vectors
accompanying MT respectively. The dilatation vector is normal to the habit plane whereas the shear
vector lies on the habit plane, i.e. s =5 +5, where the directions referred to as "x" and " y " are in

the habit plane coordinate system. The constants ¢ and a are the dimensions of the oblate
ellipsoidal shape of the martensite plates.

The components of the deformation vector are proportional to the rate of change of the PF
variable [10],
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Using Eq. 4 along with Eq. 5 and assuming an isotropic distribution of the chemical free energy,
the free energy difference in Eq. 3 can be written as,

Loy =k + K, + (k] +K)p,” + (ks +K)g.”, 6)
where ¢ = g—¢ and k, and k; are constants related to the shear and dilatation parameters
: X

respectively. Unless g, <0, no transformation occurs.

Intuitively, since strain energy works to increase the system free energy, there must be a larger
positive contribution from the z direction to the total free energy due to strain. This will deem

growth in that direction less favourable and so k,” >k *.

Eq. 6 is now incorporated into Eq. 3 to give the governing equation in the martensite coordinate
system,

%_ 272 _L _ _
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(7)

Given a transformation matrix, H _, from the martensite coordinate system to the austenite

[j b
coordinate system, the governing equation can now be written in the austenite coordinate system as,
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This transformation matrix is available for many steels and will be specified later in this work. One
can now utilise Eq. 8 to simulate martensite formation in austenite.

Bainite, just like martensite, is displacive in nature but also involves diffusion of the interstitial
elements [11]. One big difference is that bainite has a sub-unit structure where a single plate of
sheaf is formed of many sub-plates o sub-units. These sub-units are what form via a displacive
process as supersaturated ferrite with the diffusion occurring after each sub-unit has grown. So there
are brief periods during the growth of a sheaf where diffusion occurs between subsequent growths
of sub-units.

To incorporate this into the model, the constant K is no longer assumed constant. Additionally, a
concentration field is included to track the local concentration. The evolution of the concentration
field is governed by the Cahn-Hilliard diffusion equation [12],

oc
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> is the diffusivity and M . is the concentration mobility. D can be calculated

locally via,
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where the subscript g, refers to the baintie phase. The second derivatives of the bulk free energies
with respect to concentration can be calculated using a regular solution model form [10,13].

Simulations
The following parameters are chosen for the simulations:
M, =100, M. =0.00046, £* = MG e A A =143um o=072 . k,~K=1  and
1.1 26.40

ks —K =0.01 for the martensite plate simulations. The lattice spacing is Ax=0.54 . The

simulations of bainite are performed at a temperature of 500°C with a carbon content of
0.241wt % distributed homogeneously. The matrix H; used here is given for a Fe-8Cr-1C steel as,

0.584634  0.519305 0.119189
H =]-0.529661 0.583719 0.059597 |. (11)
—0.046858 —0.118861 0.813418

By symmetry, another 23 forms of this matrix can be obtained. For the simulation of martensite

plates, 2 austenite grains are grown on a 100° grid with 80 martensite nuclei placed on the
boundaries of the austenite grains. Fig. 1 shows a single plate nucleated at the center of the domain.

Fig. 1. Simulation of a single plate at the center of the domain using the model. (Domain size 100°)

A single ferritic sub-unit of a bainite sheaf is simulated to display the diffusion of carbon out of the
supersaturated ferrite. This is shown in Fig. 2. A single plate is nucleated at the center of the domain
within a homogeneous distribution of carbon. The plate is grown to a given size which is too fast
for diffusion. The subsequent diffusion process ejects the carbon from the bainitic ferrite. This
process continues until chemical equilibrium is reached within the sub-unit. The large chemical
driving force forces the diffusion of carbon from the ferrite into the austenite at a high rate while



reducing in the austenite which causes a build up of carbon concentration in the vicinity of the plate.
An entire domain is simulated in Fig. 3 with several autocatalytic reactions forming sheaves. We
use a uniform random number generator in the surrounding area of the sub-units which is scaled by
the driving force which is dependent on the concentration. The tip of the sub-unit has a lower build-
up of carbon and so has a higher driving force and subsequently a higher chance of nucleation.

Fig. 2. Figure of a single sub-unit nucleated at the center of the domain. The phase-field profile
across a sub-unit (left) and the carbon profile across the same sub-unit during the diffusion process

(right).

Fig. 3. Figures of bainite formation at 10,000 time steps (left) and 28,000 time steps (right) in two
austenite grains. The part of the domain marked in red indicates the growth of two sheaves via
autocatalysis.

Summary

A phase-field model has been presented with the ability to simulate martensite plates and bainite
sheaves. The computational cost is only dependent on the size of the domain and not the number of
grains of martensite, bainite or austenite. Each grain is assigned a global ID in order to distinguish it
from other grains. This is not included in evolution equations and thus does not have any impact on
the computational resources. The treatment involving global IDs enables the simulation of two or
more grains in close proximity without the model being confused as to the identity of each grain.
The treatment of autocatalysis uses a uniform random number generator but the possibility of a new
nucleation at a point is gauged by the driving force at that location. This approach enables the
simulation of bainite while also taking into account the composition changes during transformation.



Fig. 4. Cross section views of a simulation for sheaf formation. 4 and B are two forming sheaves
whereas C is an intersection of the cross section with a larger portion of a sub-unit.

References

[I]L. Chen, A. Khachaturyan, Computer simulation of structural transformations during
precipitation of an ordered intermetallic phase, Acta metallurgica et materialia 39(1991) 2533—
2551.

[2] Y. Wang, L.-Q. Chen, A.G. Khachaturyan, Kinetics of strain-induced morphological
transformation in cubic alloys with a miscibility gap, Acta Metallurgica et Materialia 41(1993)
279-296.

[3] J. Langer, Models of pattern formation in first-order phase transitions, in: G. Grinstein and G.
Mazenko (Eds.) Directions in Condensed Matter Physics, World scientific, Singapore, 1986, pp.
165-185.

[4] W.J. Boettinger, J.A. Warren, C. Beckermann, A. Karma, Phase-Field Simulation of
Solidification 1, Annual Review of Materials Research 32(2002) 163—194.

[5] L. Chen and W. Yang, Computer simulation of the domain dynamics of a quenched system with
a large number of nonconserved order parameters: The grain-growth kinetics, Physical Review
B 50(1994).

[6] 1. Steinbach, F. Pezzolla, B. Nestler, A phase field concept for multiphase systems, Physica D:
Nonlinear ..., 94(1996) 135-147.

[7] A. Kazaryan, Y. Wang, B. Patton, Generalized phase field approach for computer simulation of
sintering: Incorporation of rigi-body motion, Scripta Mater. 41(1999) 487-492.

[8] A. Wheeler, W. Boettinger, G. McFadden, Phase-field model for isothermal phase transitions in
binary alloys, Physical Review A 45(1992) 7424—7440.

[9] H. K. D. H. Bhadeshia, Worked examples in the Geometry of Crystals Second edition, London,
1987

[10] T.T. Arif, R.S. Qin, A phase-field model for bainitic transformation, Computational Materials

Science 77(2013) 230-235.

[11] H. K. D. H. Bhadeshia, Bainite in steels Second edition, London, 1992.

[12] J. W. Cahn, J. E. Hilliard, Free energy of a nonuniform system. 1. Interfacial free energy, J.

Chem. Phys. 28(1958) 258-266.

[13] B. Sundman, J. Agren, A regular solution model for phases with several components and

sublattices, suitable for computer applications, Journal of physics and chemistry of solids 42(1981)

297-301.



Appendix G

SPH Kernel and smoothing length

influence on the evolution of a van der

Waals fluid

Manuscript Submitted for Publication

196



10

15

20

SPH Kernel and smoothing length influence on the evolution of a van der Waals fluid
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Abstract

The effects of the smoothed particle hydrodynamics (SPH) smoothing length and kernel on the evolution of a thermody-
namic/hydrodynamic system involving van der Waals (vdW) forces is studied. It is natural to assume discrepancy between
the evolution of two identical hydrodynamic systems when simulated using different cut-off radii and smoothing function.
Different SPH user specified parameters such as the smoothing length and the extent of averaging is shown to have an effect
on evolution data of such systems, especially the total entropy change.

Keywords: Smoothed particle hydrodynamics, SPH, van der Waals, hydrodynamics, droplet

1. Introduction

Smoothed particle hydrodynamics (SPH) is a popular simulation tool applied to fluid dynamics problems. SPH is a
meshfree method in that the interpolation points are the free-moving particles themselves. Each particle represents a volume
of the fluid carrying the properties of that region along with them. The typical properties associated with each particle are
the mass, velocity, temperature, internal energy, entropy change etc... While often more computationally demanding than
grid-based methods developed for specific phenomena, its advantages include improved stability and the ability to deal with
high velocities and free surface flow. It exceptionally handles cases with deformable and irregular boundaries/interfaces and
provides ease of adding additional effects. These features are naturally extended to three dimensions. SPH codes are often
much easier to implement when compared to, say, implicit finite difference schemes. Originally developed for astrophysical
problems [1] and applied to moon formation [2, 3], incorporation of special relativity [4, 5], collisions of astronomical objects
[6, 7, 8], SPH has been used extensively in the area of fluid mechanics. The value of any field property at a location in space
is calculated as a sum over all the weighted contributions from neighbouring particles. The function determining the distance
dependent weight of a contribution within this sum is called the kernel function.

Liquid droplet formation due to van der Waals (vdW) forces may involve free surfaces, moving interfaces and in cases of
collisions, high impact velocities. Unlike many other methods, SPH can comfortably deal with these issues. The evolution
of a vdW droplet towards an equilibrium involves surface tension. This surface tension and its effects on interface properties
and forces are important, for understanding many phenomena observed in materials science such as, fluid flow in low gravity
[9, 10], internal combustion engines [11], cloud behaviour [12] and cavitation [13]. Other applications involve food processing,
fuel injection systems, enamelling and metal casting.

Other methods have been used for modelling liquid drop formation and surface tension [14, 15]. Brackbill et al. model
surface tension using a grid-based approach by applying a continuous transition region as the interface between two fluids
[16] . This transition region is characterised by a continuous function obtained from its discrete counterpart by utilising an

interpolation function much like the kernel functions used in SPH formulation.
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In Section (2) we present the basic formulation of SPH for application to vdW droplets. Then in Sections (3) and (4),
some information and procedures about the simulations are given. In Section (5), we present the simulation results and

highlight inconsistencies in results. Once this is done, it is shown that a few simple techniques can reduce inconsistencies.

2. SPH equations for vdW

The governing equations of hydrodynamics are given in particle form as:

(%) ==ptv v @
o (‘flj) —(V-0)i+pg 3)
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where r, v, m, P, T, S, U and p is the position, velocity, mass, pressure, temperature, entropy, internal energy and mass
density respectively. The quantity g is a body force - induced acceleration, I is the unit tensor, o is the viscous stress tensor,
Vv is the transpose of the tensor Vv and : denotes the dyadic product. The constant d denotes the dimension of the problem
whereas constants 7, ( and k are respectively the shear and bulk viscosities and the coefficient of thermal conductivity. U is

the internal energy, P is the stress tensor, q is the heat flux vector and ¢ is the viscous heating field. The subscript i refers

o 0 0

to evaluation at particle 7 and the operator V = (g, 990 02

) is the spatial derivative operator.

For a van der Waals fluid, the equations of motion are closed by the equations of state for the pressure and the internal

energy:
kppiT;
P = BPi g2 (11)
1 —bp;
U; = ngTi — ap;, (12)

where @ = a/m? and b = b/m are the usual vdW fluid parameters with a being responsible for long range attractive forces,
and b is related to the finite volume of an atom/molecule.

The typical SPH interpolations for a field variable f(r) and its gradient are:

N
e
fi =)W
=0 Pi
N
Vi =Y VW, (13)
j=0 "J
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where f; = f(r;) and W;; = W(r; —rj, h) is called the kernel function with & the smoothing length. Equations (13) can be
used to discretize the variables and their gradients in the equations of motion. For example, the density at each particle may
be approximated by replacing f; with p; in Eq. (13) to give

N

N

M

Pi = E 77PjWij: E ij,‘,j. (14)
=0 Pi j=0

Eq. (13) includes the self term but V;W;; = 0 for the kernels used here. Equation (14) conserves total mass and will be used
to evolve density according to particle positions instead of Eq. (2). When it comes to the gradient of a field function, the
appearance of paired terms on the right-hand side of the equation is preferred, for example, the appearance of f; as well as f;
on the right-hand side of Eq. (13) is often desired due to its symmetric contribution. Thus, a variety of different discretization
forms are available. This paired form will be apparent in the SPH equations to follow. The effect of the kernel function is to
smooth particle properties over a region depending on particle positions and acts as a weighting function. The kernel function
also gives SPH the unique ability to form gradients by applying the gradient to the kernel function rather than the property
fields (which are discrete). There are many forms for the kernel function and a classic study of SPH involves introduction
of different forms that cater for different effects. For instance, the Gaussian kernel often used to simplify SPH analysis from
a physical point of view, the quartic and quintic spline kernels introduced to be more stable than the Gaussian kernel [17],
the quadratic smoothing function for high velocity impacts [18] and many more. The kernel functions that appear in this
paper are the Lucy function [1], cubic spline (CS) [19] and the hyperbolic-shaped kernel (HS) [20]. While there are many
other functions used as kernels, we believe the 3 categories represented by these kernels as comprising almost all popular
kernel types: piece-wise kernels with a negative second derivative, single-function kernels with a negative second derivative,
and kernels with a positive second derivative remedying instability problems. These are given respectively as:
(1+3R)(1-R)?® 0<R<1

Wir(R,h) = qy, X (15)
0 R>1

(2-RP-41-R)® 0<R<1

Wes(R.h) = e ¥ (2—-R)? 1<R<2 (16)
0 R>2

RP—6R+6 0<R<1

Whs(R,h) = aps x (2—R)® 1<R<2 (17)

0 R>2

where R = ri;rj = % and for a one dimensional system ay, = 5/4h, a.s = 1/6h, aps = 1/7h, for a two dimensional system
ar = 5/7h?, aes = 5/147h?, an, = 1/37h?, and finally for a three dimensional system ar = 105/167h3, a., = 1/47h?,
ans = 15/62mh3. Kernel functions are subjected to a number of conditions, one of which is the normality condition [21]. This
normality condition is how the coefficients o, aes and oy are determined. The gradient of the kernel function (V;W;;)

appearing in Eq. (13) is with respect to position ¢ so that V,W;; = =V ;W;;.



60 The SPH form for the gradients of the field variables and equations of motion are given as [22, 23, 21]:
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Co_mi | Loy Vi
o =19 )2 g T2 Vil
5 n m; N
5+ 3) > p—_]rij(rij “vig) VW (25)
- J

i
where 1 = |rj;| = |r; —1j|, Ti; = ry5/r, pij = %(pZ + p;j) and v;; = v; — v;. It should be noted that the SPH forms of the
equations of motion are not unique. The momentum equation for instance, Eq. (23), is the preferred format of monaghan
[21] derived to be symmetric.
Equations (1) - (4), the equations of state (11) and (12) along with suitable boundary conditions are sufficient to completely
6 describe the evolution of a fluid system. However, proceeding with these set of governing equations, one finds unstable results
and incorrect dynamics pertaining to vdW droplets. This was attributed to the assumption that the second long range
attractive term in Equation (11) acted over the same short range as that of the first short-range repulsive term. It was
found that considering the attractive forces to act over a greater smoothing length results in correct dynamics and a better
description of surface tension.
70 Following Nugent and Posch [24], we assume that the cohesive pressure term, second term on the right-hand side of Eq.
(11), acts on a larger interaction range and so is considered in SPH with a larger smoothing length H > h. Isolating this

term in Eqgs. (23) and (24) results in the following additional terms to be considered over a larger range:

N
d
(d—;’)g =22 m;VWij (26)
j=0
du., _ N L
E)‘ = aij(vj —v;) - V;Wij (27)
j=0

(28)

where the superscripts a and H denote the additional cohesive pressure term and the kernel function calculated at a larger
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smoothing length respectively. This extra term acting on a long range is an attractive, symmetric and central force. This
means that its effects are cancelled within the bulk of a homogeneous phase. At the surface or interface however, the

asymmetry of the forces resulting from this term contributes to the surface tension [16, 24].

3. Parameter specification and equations

It is common to expect multiple forms of the SPH equations in different circumstances. For instance, recently Yang et
al. [20] proposed a new kernel function to resolve instability issues. Even though such suggestions often result in better and
more stable results, the effect they have on the evolution process and time is still of great importance. First we consider the
effect of using the single step heat conduction equation instead of the form in Eq. (24) [20],

N

2t - V. Wi
V-q)i = —p K jTij iVVij
(V-@i=—r ;) pip; (12, + 0.01h?)

(T; = T) (29)

The results are shown in Fig. 1. It can be seen that although the density, temperature and pressure profiles are almost the
same, the entropy profile is much more stable and reaches equilibrium much sooner. Based on this and on reports [25, 20] that
for higher smoothing lengths the temperature profile obtained is smoother, we will be using the single step heat conduction

calculation for the rest of this article.

4. Simulation procedures

The smoothing length, h, is chosen for each kernel function such that the effective smoothing range is equal. For Lucy’s
function, the support domain of each particle is $ = h whereas for the HS and CS kernels it’'s § = 2h. The effective
smoothing range for such simulations are often around $) = 5Az where Ax is the initial particle spacing. This results in a
staggering long range smoothing length of 2 = 10Axz. There are reports of exceedingly long running times for the simulation
of vdW forces due to the existence of the long range force. Here we study the effects of the differences in results due to
the selection of different smoothing lengths and so the selection of the kernel function should be able to reproduce results
at smaller smoothing lengths. A large heat conductivity of & = 5 is chosen throughout the simulations in order to reduce
density fluctuations due to yet unequilibrated temperature distributions. The initial system domain, unless otherwise stated,
is homogeneous as in Fig. (2) with 30x30 particles placed in a square grid initial arrangement with no boundary conditions

to simulate vacuum conditions.

4.1. Time step

Due to the large density differences at the liquid droplet/vacuum interface and the high sensitivity of the equation of state
to density changes, a smaller time step is required in order for the simulation to retain numerical stability. The numerical
instability in question occurs due to the asymptote in the denominator of the equation of state for pressure. Considering
only the hydrostatic pressure term in the stress tensor, a plot of the dependence of velocity on density is given in Fig. 3
both for T = 0.2 and T' = 0.8 with the vdW parameters: @ = 2, b = 0.5 and k = 1. The gradient of the kernel in Eq. 23
is assumed to be a constant value and so Fig. 3 should only be viewed as a comparison of the density influence between
the different temperatures. It is seen from the figure that the velocity gradient is larger for 7' = 0.2 (i.e. more sensitive to
changes in density, or equivalently, to particle positions). For this reason we choose a small time step of 0.005 for the liquid
drop formation in a vacuum. For the case of agglomeration within a fluid substance, a larger time step of 0.05 can be utilised

due to smaller density differences [24].
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Figure 1: Simulation results with h=2, H=4 using the heat conduction form of Eq. 24 (left) and the single step version (right). Lucy’s function
is used as the kernel function. The rows from top to bottom, in order, are of the particle positions, density profile, temperature profile, pressure

profile and time dependent entropy change.
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4.2. Selection of a suitable kernel function

When it comes to the selection of the kernel function there are many options that have been used in the past years. To begin
with, we run simulations using Lucy’s function, CS and HS kernels on a vdW homogeneous gas/fluid at initial temperature
T = 0.2 without periodic boundary conditions (within a vacuum environment) and without random fluctuations. The results
are shown in figures 8 - 13. In Fig. 1 the resulting particle positions are nicely spaced out using Lucy’s kernel function for
h =2 and H = 4. However, once the smoothing length is increased to h = 3 and H = 6, the resulting particle positions
involve more clustering as seen in Fig. 4. This clustering above a certain smoothing length can be explained by looking at
the second derivatives of Lucy’s kernel function (Fig. 5). The initial particle spacing for the simulations is 0.75 and this value
changes very little with the parameters used. For h = 2, the second derivative of Lucy’s kernel is always positive. However,
increasing the smoothing length to h = 3 but keeping the initial particle spacing as 0.75, results in the second derivative

being negative which is associated with tensile instability [26].

4.83. Interpretation of results

As well as using actual particle values to form a profile as a function of radius, the results such as the density and pressure
profiles are calculated according to physical positions across the system domain using the SPH smoothing technique by
utilising Eq. 13 (i.e. results are displayed for both a smoothing length of h as well as a function of radius). The smoothing
length chosen to interpret the results has a larger effect on the interface region rather than the bulk. We consider the entropy
change of evolution as an appropriate quantity as an indication of equilibrium. It can be seen from Eq. 4 that the entropy
change is a function of relative velocities and temperatures. This can be reinterpreted as the evolution speed of the system.
If the entropy change levels of at zero, this means the system is at equilibrium. An entropy change of < 0.0001 is chosen as
the equilibrium condition to display results for comparison. Thus, the system may still be evolving toward equilibrium at a

very slow speed.

5. Smoothing length study

The following simulations are run for varying smoothing lengths. It is common in literature to see a smoothing length of
$ = 5Az and a long range smoothing length of 74 = 2h. The latter is almost always the case. Here we study the effect of
different smoothing lengths on the results of vdW drops. We begin with a smoothing length of $ = 2Ax and H = 2h and
systematically increase ) to 4Az for the following cases. The particle positions are shown in figures 8 - 13.

From Table 1 it can be seen that there is a large variation in both temperature results and total entropy results for differing
smoothing lengths (and this trend continues for larger smoothing lengths). The inconsistency of the resulting entropy change
is thought to be due to the clumping up of the SPH particles. Notice the HS has a lower total entropy change when compared
to the other two kernels.

Surface pressure is proportional to the interface curvature and surface tension resolves a force normal to the interface
toward its center of curvature. The equilibrium shape of a vdW drop in the absence of external forces is a sphere. The results
show that the resulting shape differs slightly from being spherical if h is too small.

It is important to note that the temperature profiles as seen in figures 8 - 11 have inconsistencies at the sufaces [24].
However, a plot of the particle temperatures as in Fig. 6 shows that in fact, all particles have equal temperatures and the
positive/negative deviations are caused by the free surface and the cut-off distance of the kernel.

It can be seen that such simulations using vdW forces result in oscillations which contribute to the entropy change. In

order to keep individual particle oscillations to a minimum, an XSPH variant [27] is introduced in the updating of particle
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Table 1: The total entropy change and average temperature for the respective kernels and

effective smoothing lengths.

Lucy’s function Hyperbolic-shaped kernel Cubic spline
$H  Total S Average T Total S Average T Total S Average T
1.5 2215 0.2875 N/A N/A 231 0.3145
1.75 1428 0.3141 1256 0.1857 421 0.3130
2.25 2277 0.3217 389 0.2606 3499 0.3189
2.5 1790.7 0.3277 896 0.2807 2296 0.3251
2.75  1580.7 0.3317 908.9 0.2942 5349 0.3274
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Table 2: The total entropy change and average temperature for the respective kernels and effective smooth-
ing lengths using Equation (30). The last row specifies that the domain consists of 35 x 35 particles instead
of 30 x 30.

Lucy’s function Hyperbolic-shaped kernel

H Total S Average T Total S Average T
3.0 29.12 0.311 11.20 0.284
3.45 25.5 0.314 13.52 0.295
3.0 (35 x 35)  29.14 0.311 48.04 0.311

positions in the hopes that unnecessary oscillations of individual particles is sufficiently dampened. The application of XSPH
involves an adjustment to the method of updating particle positions. We replace Eq. (1) with
dr m; ~

(dt)l =v; + e; ij(vj —v))Wi; =V, (30)
where p;; = 0.5(p; + p;). The results are given in Table (2). The effect of applying an average velocity through Eq. (30) is
to reduce the capability of any single SPH particle to act alone. This way velocities and the effects of forces are smoothed
resulting in a number of particles acting in response to that force. Artificial viscosity has also been introduced in some works
[28] in the past to prevent post-shock oscillations. The positive parameter € is a constant value less than 1. We choose € = 0.1.
Simulations with this adjustment to the velocity, while reducing the disagreement between different smoothing lengths, the
differences are still unacceptable. Increasing the number of particles within the domain and reducing the mass associated
with each particle makes it possible to keep the mass within the kernel domain constant while increasing the number of

interpolation points.
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Figure 6: The temperature dependence on the radial distance from the centre of the vdW drop for the Lucy function with h = 2.75 (left) and the
HS kernel with h = 1.5. Unsmoothed.

It can be seen from the results that different kernel functions perform better at different smoothing lengths. The density
profiles given by the raw unsmoothed particle densities in Fig. 7 are smooth for all kernels. When the density profiles are
calculated at arbitrary points in the domain it seems the density profiles for the HS kernel is not as smooth. This is due
to the fixed, more rigid particle locations. At larger smoothing lengths/more particles, this effect is of lesser importance.
However, Lucy’s function does not suffer from this even though the particle spacing is more erratic. The generated density

profile is always smooth even for relatively small smoothing lengths. This has also been reported previously on drops using an

11
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equation of state different from vdW [29]. Tt is logical to assume that no matter the particle distributions, the forces through
the equation of state will push toward an equilibrium where the particle densities are smooth (the raw particle densities of
Fig. 7). However, the pressure profile generated for the HS kernel seems to always be smooth unlike that generated for
Lucy’s function and the CS kernel. The differences are seen when this data is translated through the smoothing function for
arbitrary locations. Given enough time, the pressure profiles for CS and Lucy’s function will eventually become smoother,
however, HS evolves toward equilibrium with a smoother pressure profile. Application of Equation (30) to CS and Lucy’s
function results in their pressure profiles also being smoother throughout evolution. This reduces the total time steps required

to achieve equilibrium considerably.
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Figure 7: The mass density dependence on the radial distance from the centre of the vdW drop for the Lucy function with h = 2.75 (left) and the
HS kernel with h = 1.5. Unsmoothed.

When the initial state of the system is placed out of equilibrium, as is the case here, the evolution toward equilibrium
involves oscillations while forces tend toward a point in which they cancel each other. It is clear from Table (1) that a
smaller h decreases oscillations and subsequently the total temperature change of the system during its evolution to the final
equilibrium state. On a positive side note the SPH method reproduces this dampening effect such that the entropy change
reaches zero in all cases. These effects can also be seen in the final temperature achieved since the viscous heating term
generates heat through relative motion. A logical solution to this is to reduce the time step as equilibrium is approached
to ensure the oscillations are the result of the evolution dynamics and not due to numerical effects. However, this leads to
excessive simulation times. For the HS kernel, the particles move more as a group and so the local velocity gradients between
neighboring particles are small. (notice for the Lucy and CS kernels with a smaller h have much lower average temperatures
due to ordered particles.) Understandably, there isn’t a relationship between the total entropy change and the smoothing

length due to different clumping effects at different h.

6. Conclusion and remarks

It is seen from the results that Lucy’s function, the CS and the HS kernels perform best at $ = 3.7Az, $ = 3Ax and
£ = 4Ax respectively. If one requires a better approximation, we have seen that in the case of Lucy’s function, an increase
of interpolation points rather than an increase of the smoothing length is necessary since an increase of smoothing length
does not give consistent results especially when the total entropy change is concerned. This is shown in Table (2). For the
CS kernel the resulting value for the temperature for the 30 x 30 system at $ = 3 is 0.310 with the total entropy change
14.09. The corresponding values for the 35 x 35 system is 0.310 and 17.25. However, increasing the smoothing length results
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in a larger value discrepancy. Increasing the number of particles, unlike increasing the smoothing length, does not change
the obtained temperature values for CS and Lucy’s function. In addition to this, the radius of curvature to smoothing ratio
remains constant. The HS kernel does not seem follow this trend. This is possibly due to its second derivative not being as
steep as that for Lucy’s function and CS.

When tensile instability is observed, comparison of the total entropy change becomes meaningless. This is due to the
clumping of the SPH interpolation points. It is seen that application of an XSPH variant to the velocity calculation with a
coefficient as small as ¢ = 0.1 is sufficient in reducing some clumping. More importantly, the total entropy change becomes
more consistent.

It is important for the evolution of a thermodynamic system to be associated with a stable and consistent entropy change
rather than an entropy change that is large and erratic. Without the incorporation of Equation (30), the total entropy is very
unpredictable since SPH particles vibrate excessively relative to one another. When it comes to the magnitude of the total
entropy change, since the total volume change observed here is very small given the initial conditions and that we are dealing
with a single phase fluid, we should not expect much rearrangement of mesoscopic fluid volumes hence the total entropy
change should be small and certainly shouldn’t be subjected to a smoothing length dependence which results in differences

as seen from Table (1).
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