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ABSTRACT

Metallurgical processing factors like kinetic and thermodynamic parameters which are essential
for modeling of y' phase precipitation have been studied. These parameters include y' solvus
temperature, Gibbs free energy of dissociation of the y matrix to form y’, nucleation rate,
effective diffusivity and interfacial energy. Nucleation methods and effect of cooling rate on the
final phase structure have been analyzed. Co based superalloys have been studied as a potential
and promising material for aerospace applications. Effect of microporosity on the mechanica
properties of Superalloys has aso been analyzed.

Keywords: Superalloys, Precipitation, Solidification, Gamma prime, Microsegregation,

Microporosity.
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1. INTRODUCTION

Nickel based superalloys are an important class of high temperature structural materials and find
their applications in power generation systems and in jet engines. Superaloys are typically
synthesized via ingot metallurgy (IM), powder metallurgy (PM) and investment casting (IC)

methods [1, 2] depending on alloy content intended service. Alloys which are not susceptible to
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thermal cracking or macro segregation are usually processed viathe ingot metallurgy. Processing
temperatures for nickel based superalloys must be chosen above which all precipitates are
dissolved. For instance, following powder synthesis and consolidation by blind-die compaction
or hot isostatic pressing, y'-strengthened PM superalloys are usualy extruded at a subsolvus
temperature to develop afine, recrystallized billet microstructure consist largely of y grains and
primary y' precipitates. The mean diameter of each phase is usualy of the order of 1 to 5 um.
Alloys show a superplastic behavior with this microstructure under low strain rate processing
conditionsin the two phase field.
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Subsequent heat —treatment techniques are chosen relative to the solvus temperature and depend
on the service application. Heat treatment for y’ strengthened alloys consists of solution treatment
below the y' solvus temperature, forced or free air cooling to room temperature and final aging.
The precipitates produced from such a heat treatment are denoted as primary, secondary and
tertiary. The primary precipitates are obtained from prior subtransus processing during soaking at
solution temperature, secondary form at higher temperatures during cooling followed by solution
treatment while tertiary formed at lower temperatures during cool down and final aging.
Excellent creegp strength and crack growth resistance is achieved by a solution treatment
consisting of supersolvus exposure to grow the y grain size. Secondary and tertiary precipitates
are formed in this case on cooling [3].

Generally, the precipitation hardening is due to an ordered precipitates of y' and y” L12 structure,
and dispersed within the disorder y matrix in Fe- base superalloy. Precipitation hardening
generates from an a2 <110> {111} dislocation travels in g matrix and form an anti-phase
boundary (APB) in the y' precipitates and therefore dislocation must move in pairs to remove the
APB generated by the first dislocation. The anti-phase boundary energy is a yaps is a barrier
which dislocations must overcome to cut the precipitates. Higher value of yaps represents an
order strengthening. This order strengthening shows a remarkable contribution due to stacking
fault energy as compared to orwan strengtheing and creates a difference in modulus [4]. The
microstructure of y and y' phases is responsible for mechanical properties and mechanism of y’
precipitation is responsible for morphology, size, distribution and composition.

The dominant utilization of Ni-based superalloys generated a need to study binary and ternary y+
y' systems like Ni-Al, Ni-Al-Co, Ni-Al-Mo and Ni-Al-Cr aloys[5].
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y'is aprimitive cubic, L1, crystal structure. L1, crystal structure has Al atoms at the cube corner
and Ni atoms at the face centre in the binary Ni-Al aloys as shown in Fig. 1. Each Ni atom has 8
Ni and 4 Al atoms as nearest neighbor and each Al has 12 Ni atoms surrounding it. The chemical
composition of this system is NizAl and the lattice parameter ais 0.3570 nm at room temperature
which is equa to an Al-Al distance. Disorder y phase is ~1.5 % smaller than y' |attice parameter.
A change in lattice parameter occurs if the substitutions of other aloying elements occur and it
depends on the size of the substitutes.
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Fig.1. Arrangement of Al and Ni in @) ordered y’ phase with L1, structure and b) disorder y phase
[6].
The y/ y' interface remains coherent since the lattice parameter of the two phasesis similar and
the interfacial energy b/w the two isrelatively low. Lattice misfit & b/w the two phases is
0= 2 (ay - ay) (ay + ay) «y

where oy and oy are lattice parameters of y’ and y phases and it is common that the lattice misfit
influences remarkably the properties of superalloys due to the coherency of they/ y' interface.

In Ni-based aloys y' precipitation has been generally categorized into homogeneous and
heterogeneous nucleation. Homogeneous nucleation is spontaneous while heterogeneous
nucleation occurs at preferential sites such as at grain boundaries. Abrupt or discontinuous
change in composition and orientation b/w the matrix and precipitates results in heterogeneous

process. Decomposition temperature determines the type of nucleation. In a classical nucleation
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and growth process, homogeneous nucleation needs large driving force or undercooling to
overcome a nucleation barrier or a critical nucleus size. There is a large compositional variation
within a small region in classical nucleation process. This type of precipitation occurs within a
near equilibrium composition as the critical nucleus forms. There is no hindrance in certain
homogeneous solid-solid transformations for nucleation like phase separation via spinodal
decomposition. If for instance quenching of y is done from a single y phase field undercooled and
supersaturated y solid solution is unstable or metastable concerning ordering or phase separation.
Solute rich and solute lean regions are produced from small composition fluctuations. It
decreases the overal free energy of the system. It is obvious that the precipitation supported by
spinodal decomposition takes place with non-equilibrium compositions of the matrix phases and
precipitate in the early stages of the transformation. Both parent and precipitate phases existence
support the Up-hill diffusion phenomenon. Following figure represents a general scheme of
precipitation in Ni-based alloys.

Precipitation Mechanisms in

Ni-base Alloys
Heterogeneous
Homogeneous Nucleation
Nucleation (Discontinuous
Mechanism)
Classical Nucleation and Non Classical Nucleation
Growth (Spinodal Mechanism)

Fig.2. Schematic of precipitation mechanismsin Ni based alloys.

2. Evolution of y" Precipitates during Isothermal Annealing
Ricks et al. [7] showed that with increasing annealing times the morphological evolution of y'

precipitates changes sequentially as spheres, cubes, arrays of cubes and finaly dendrite and is
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found to be an effect of lattice misfit. y' precipitates grow bigger before changing the morphology
from spheres to cubes when the effect of misfit plays a vital role for aloys with low misfit. For
instance in Ni-Al-Cr aloy substitution of Cr to Ni-Al alloy retards the lattice misfit. In aloys like
Ni-8AIl-8Cr the misfit is nearly zero and thus y' precipitates remain spherical to large spherical
morphology after high temperature annealing [7].
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Fig.3. lllustration showing the evolution of y' precipitates during isothermal annealing [7].
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3. Fundamentals of precipitation modeling
Generally modeling procedures for precipitation rely on classical relations for the rate of

homogeneous nucleation, static coarsening and diffusional growth.

3.1. Nucleation Rate
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A general equation for the rate of nucleation of precipitates, J, is given by the following equation
[8, 9, 10]
J=2CD/ao* Vo /KgT. exp (-4mor*2/3 KgT).exp (-t/t) =Jo exp(-t/t) (D)
in which C represents the solute content in the matrix as an atomic fraction, &, is the average
lattice parameter of the matrix and precipitate phases (taken to be ~0.356 nm for most y-y’
superalloys), D is the solute diffusivity in the matrix phase, ¢ is the matrix-precipitate surface
energy Kg is Boltzmann’s constant (1.3806 JK-1), T is the temperature in Kelvin, and t is the
time. The critical radius of the precipitate, r*, is a function of g, the chemical free energy of
transformation, AG* (taken to be a positive quantity for a decrease in energy), and the elastic
strain energy, AGp, associated with the difference in lattice parameters of the matrix and
precipitate phases, i.e.
r* =20 /AG*+AG, (2)

The nucleation rate Jin the eqg.1 represents the steady state nucleation rate J, by theterm  exp
(-t/t) which states the primary nucleation transient during which a metastable distribution of
embryos with a sub-critical radii are formed. Incubation time constant 1 is given by the
relationship below [10, 11]:

1=t RT r*3/96VvDo (3)
In which V, is the molar volume of the precipitate and R is the gas constant.
The above mentioned equations apply to nucleation in two component alloy system.
3.2. Diffusional Growth
The particles are assumed to be spherical having a radius r with their growth controlled by
diffusion in most theoretical treatments for y' precipitates. The inter-diffusion is independent of
composition and it is often assumed in fast acting simulations that the composition of the y’
precipitate is constant and equal to the average amount determined by the phase extraction.
The tendency for coarsening of larger secondary y' precipitates is small due to retained
supersaturation during continuous cooling at rates typical of production scale components.
During aging, coarsening can be quite substantial. For multi-component aloys there is a general
assumption that coarsening is controlled by the diffusion of a single rate limiting solute [12].
However, Voorhees and Kuehmann demonstrated that quickly diffusing solutes can also affect

the coarsening rate and the associated diffusional processes for ternary alloys. Effective rate



S.S. Razaetal. J Fundam Appl Sci. 2017, 9(1), 485-498 491

constant equal to the inverse of the sum of the inverse rate constants for the individua solutes as
suggested by their work [13].

Essentialy the important parameters for modeling of precipitation belong to one of the three
parameters

1-Thermodynamic data

2- Driving/retarding forces for nucleation

3-Kinetic factorg/diffusivity

The thermodynamic data comprises of solvus approach curve, the composition of y’ phase and the
solute content in the matrix. The solute contents in the matrix depends largely on the volume
fraction of composition and its precipitate [14]. In supersolvus solution treatments mainly
secondary y' nuclei form during a short time span during which the matrix composition
undergoes alittle change. Hence, C isusualy constant and equal to 0.45-0.5.The largest values of
the Gibbs free energy correspond to chromium among all of the alloys. The composition data
suggests that this behavior may be ascribed to a very high level of solute partitioning b/w the y
and y’ phases for its element. The driving force for nucleation is the reduction in chemica free
energy linked with the formation of y' from a supersaturated y matrix. The important retarding
force for nucleation consists of the creation of y- y' interfaces with their linked interfacial energy.
The misfit energy may also act as a retarding force through its effect in enhancing the overall
system energy in much the same way that the interface energy do as precipitates are formed.
Usualy its value is small relative to Gibbs free energy and can be neglected to a first order or
implicitly added with energy values. The estimation of this energy is usualy based on the
temperature at which noticeable nucleation occurs [15].

In nickel based superaloys diffusivities of various solutes play a very vital role in the
precipitation process by their effect on particle growth as well as their rate of depletion of matrix
supersaturation controlling behavior. Since Al and Ti partition in a sense opposite to that of Cr in
they and y' phases and the off-diagonal terms in the diffusivity matrix are non-zero, the produced
concentration gradient for one alloying element can noticeably retard the overall diffusive flux of
another. For instance, Cr and Al in anickel solid solution have a positive interaction such that Al
may diffuse down a chromium concentration gradient. The rate of diffusion of a given element to
or away from the particle may be mitigated as a y' precipitate grows, in a way by its ability to

diffuse down the concentration gradient of a different aloying element. It is much more
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convenient to determine the effective diffusivity for the aloying elements whose behavior
appears to be rate l[imiting and to which a simple diffusion analyses may be applied. Cr diffusion
israte limiting in y- y’ superaloys for PM superaloys [16-18].

4. Influence of cooling rate on they” Morphology and Size distribution

Monomodal size distribution of refined y' precipitates are formed as a result of faster cooling
rates from y' supersolvus temperatures. Otherway round slower cooling rates lead to the
formation of y' precipitates with a bimodal size distribution or in some cases even a multi modal
size distribution. Bimodal distribution provides optima mechanical properties for a turbine disk.
Multiple distinct nucleation bursts at different undercooling below the y' solvus are responsible
for development of multiple size ranges of y' precipitates during slow cooling or continuous
cooling. These multiple nucleation bursts are a pure consequence of increasing thermodynamic
force and chemical free energy difference which is due to reduction in the driving force due to
previous nucleation events, increasing undercooling and the rapid declining diffusivity of
alloying elements with decreasing temperature. Minimum driving force for nucleation together
with elevated diffusivities lead to the initial burst of y' nucleation at lower undercooling making
the first generation of precipitates with minimum nucleation density and are designated as
primary y' precipitates. At low temperatures or higher undercooling minimum diffusivity of
atoms lead to supersaturation of y" and linked with a greater thermodynamic force generates more
bursts of nucleation consequently forming secondary and in some cases tertiary precipitates with
a very high nucleation density. Many authors are of a view that a trade off b/w diffusion and
undercooling rule the formation of the secondary precipitates and lower temperature leads to the
formation of smaller particle size and higher number of particle density [19-22].

Single crystal Ni based superalloys has adroit mechanical stability at elevated temperatures due to
their characteristic y/ y" microstructure. The cuboidal crystal structure of y'-precipitates of L1,-
NizAl exists at the same time with a matrix of a disordered y-phase on a coherent Al crystal
lattice. Sato et al. [23] noticed a common microstructure in the ternary Co-Al-W family with L1,-
Cos (Al, W) y'-precipitates in the y phase. After that Co-based single crystal superalloys are
reviewed as a potential candidate for the next generation of elevated temperature superalloys. The
flow behavior of these aloys is similar to Ni based superaloys. Parameters like y' volume
fraction, creep strength, characteristic phase transformation temperatures can be modified by

alloying to reach the standards of Ni based superalloys. The formation of TCP phases reduce the
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yly' strengthening effect and cause a rejection of strengtheners in the y-matrix and this
phenomenon is of great importance in aloy development.
Ni and Co based superaloys possesses as cast microstructures with a fourfold dendrite
orientation perpendicular to the [001] growth direction. The as cast ERBOCO0-0 sample structure
of SEM sample normal to [001] axisis shown in the Fig.4.
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Fig.4. SEM image of cast microstructure of the Co based superalloy ERBOCo-0.

Intermetallic precipitates and microsegregation observed in the interdendritic regions are the
main cause of difference in the as cast microstructure of alloys. Characterization by Electron
Probe Microanalysis (EPMA) measurements quantify microsegregation during casting. The
elemental distribution scheme of Co, Ti, Ni and Al of alloy ERBOCO0-0 are shown in Fig 5. The
results reveal that Co segregates into the dendritic core while Ni, Ti and Al segregate into the

interdendritic regions and this type of behavior is common in complicated Co based superalloys.
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Fig.5. EPMA scheme for the concentration of a) Co b) Ti ¢) Ni d) Al and their corresponding
structure scheme co-ordinatese€) N f) AV/V.

The microsegregation of Ta into the interdendritic region is more common in Co based aloys as
compared to the studied Ni based superaloys. This procedure may enhance the stability because
it considers the convective instabilities during casting that are due to the density differences
because of heavy elements segregating into the dendritic cores. Loca enrichments in both the
categories of superalloys can be similar. Secondary phase precipitation and heterogeneities are
consequences of microsegregation during casting. These phases form in the interdendritic regions
and this step occurs during the end of solidification. Fig.6 shows the formation of intermetalic

phases in the interdendritic areas [23].
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Fig.6. SEM image of an intermetallic precipitate in the y/ y" microstructure of the interdendritic
area[23]

Mechanical properties are greatly deteriorated by the porosity formation in castings. A good
design of afeeding system may minimize the porosity defects. Redesigning of a feeding system
is done according to the magnitude and location of porosity. A repetition may reduce porosity in
the critical areas of castings. A shrinkage porosity which is due to the gas evolution and pressure
drop during interdendritic fluid flow can be predicted by many models. Mushy zone region is a
main area of study of microporosity formation. In liquid state pressure drop causes a shrinkage
microporosity. Many alloys possess a higher density values in solid state as compared to liquid
state. During a phase change from liquid to solid metal contraction takes place and solidification
shrinkage occurs. Due to contraction pressure within the liquid drops and for a period cannot be
compensated by a metalostatic pressure linked with the height of the liquid metal [24-25].
Simulation techniques, parametric or/and direct methods are usually apply to shape castings [26-
30].

5. CONCLUSIONS
The review studies focus on an insight of precipitation mechanisms of gamma prime phase and

the factors which govern the phenomenon. Classical and non classical nucleation mechanisms
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and solid state transformations such as heterogeneous and homogeneous transformations have
been studied. Scientific methods used to simulate nucleation, growth and coarsening of gamma
prime have been formulated. Microsegregation for Co based and Ni based alloys have been
discussed in the dendritic core and in interdendritic region. Shrinkage porosity has been discussed

during solidification of superalloy castings.
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