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ARTICLE INFO ABSTRACT

Keywords: Isomorphic Inoculation (ISI) is a novel grain refinement technique during solidification by the addition of
Inoculation metallic powders to the melt rather than ceramics. The powders are designed to grow epitaxially rather than
Grain refinement to nucleate new solid, increasing theoretically the ratio between solidified grains and inoculants to 1:1. This
TiAl alloys technique circumvents the energy barrier problems related to heterogenous nucleation in traditional grain
Fégging refinement techniques. In this manuscript, we show through a combination of numerical and experimental
Solidification techniques that this ratio could be reached. This is achieved through novel experimental techniques to replicate

the effects of the melt on the powders. A new CaF molten salt experiment was used to, for the first time, show
the recrystallization/grain growth of Ti powders at high temperature. In parallel, we calibrated a model on
our experimental conditions and used it to calculate the dissolution rate of the powders in the melt. The
combined effects of grain growth, preferential grain boundary dissolution (increasing the number of powders)
and bulk dissolution (decreasing the number of powders) act together, bringing the number of particles present
during solidification near that of the number of solidified grains found in the sample ingots. The per particle
efficiency of this method is far in excess of traditional inoculation methods and has the potential for wide
applications, especially in systems such as TiAl used here where the heterogeneous particles remaining in the
as-cast material are undesirable.

can also be described in the case of small substrates as a thin film
completely enveloping the substrate [6]. The role of pre-solidification
order in the liquid in nucleation has also been investigated [7]. In each
of these cases the substrate successfully reduces the energy barrier to
nucleation, however it still exists. This is evidenced by the process of
athermal nucleation, where at a given undercooling only particles of
certain minimum size which is energetically favorable are active, par-
ticles smaller than this do not act unless the undercooling is increased

1. Introduction

The transformation of a polycrystalline material from liquid to solid
is a complex process which can depend on a multitude of variables [1].
Since there is an energy barrier to nucleation it does not occur exactly
at the melting temperature of the alloy but beneath it by a sufficient
amount to account for this energy. Nucleation is of critical importance
to the process of solidification and thus the structure of a material [2].
The energy barrier of formation for a nucleus can be significantly

reduced by the presence of impurities or surfaces in the melt. The
purposeful addition of such inhomogenaities into a metallic melt for the
purpose of reducing the as cast grain size is known as inoculation [3].
Calculations using the spherical cap theory of nucleation do not agree
with experimental results when the interfacial energy between the solid
and liquid are very small [4]. It was shown that in these cases the
nuclei were more accurately described as a single monolayer made
up of atoms which form the solid on the substrate [5]. Nucleation

to make nucleation more favorable [8]. In the case of these traditional
undercooling dependent inoculants, not all powders added to the melt
are active during solidification, as such the number of grains formed as
a result of their addition is less than the number of powders added [8].

A new method of inoculation was developed to bypass the nucle-
ation step of solidification and grain refine the as-cast structure without
any heterogeneous particles remaining in the solidified matrix [9].
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This method, called isomorphic inoculation (ISI), is based on a novel
concept. It uses specially designed powders which are of the same
phase as the matrix with similar lattice parameters to promote direct
epitaxial growth rather than nucleation of new solid [9]. This mecha-
nism, which suppresses the nucleation step, was demonstrated during
wire-arc additive manufacturing of Ti-6Al-4V where no interface was
observed between a surviving particle and the solidifying surrounding
B phase [10]. Inoculant alloys were designed with refractory metal
additions to increase their survivability in the melt, inoculants con-
taining both Nb and Ta were successfully implemented to grain refine
a Ti-Al alloy, grain size reductions by up to a factor of three were
observed. The difference in the macro and microstructure of an as-
cast ingot with and without isomorphic inoculants is shown in Fig. 1.
The grain refinement was greater than that of the alloying additions
on their own (such as by solutal growth restriction from Nb additions).
Further analysis also showed that there was not a direct 1:1 correlation
between the number of powders added to the melt and the resultant as-
cast grain size [11]. The number of new grains formed in the ingot by
the inoculation process was greater than the number of powders added.
This was predicted to be the result of a complex process by which the
particles added to the melt broke up along grain boundaries [12] while
also dissolving partially or totally, depending on their size. Evidence
of such particle breakup was observed in a Ti-Ta inoculant powder
designed to survive the Ti-Al melt. When imaging with backscattered
electrons (BSE) for atomic contrast in an SEM the image contrast was
adjusted and what appeared to be a single homogeneous powder could
be seen to be in the process of breaking into multiple smaller particles,
a composite image of this is shown in Fig. 2.

To gain understanding of this phenomena the microstructure of the
cryo-milled Ti-Al-Nb alloy powder particles used as inoculants were
characterized using on-axis Transmission Kikuchi Diffraction (TKD). A
method of heat treatment using molten salts was developed in order to
replicate the thermal conditions experienced by the particles in the TiAl
melt to replicate and characterize the microstructure present during
solidification. The dissolution of the inoculant alloy in the melt was
approximated using the method of Hsu and Lin [13] taking into account
fluid flow and validated experimentally with a bulk sample. The char-
acteristics of the heat treated microstructures and validated dissolution
rates were then combined to predict the number of inoculant powder
grains present during solidification. This was then compared to the
number of solidified grains formed in experiments to confirm grain
boundary dissolution and a fully active population of particles.

2. Materials and methods

2.1. Powder processing

The alloys presented in this work were prepared from pure met-
als (Al > 99.95%; Ti > 99.7%; Nb > 99.9%) by induction melting
in a cold crucible, as described previously [9]. The inoculant alloy
investigated was Ti-25Nb-10Al (at%) of which one ingot was prepared
and processed into inoculant powders for all the trials. As all powders
were produced from the same ingot and processed further, the as-
cast microstructure does not act during the inoculation process and as
such the initial TiAINb ingot was not characterized. Drillings produced
from the ingot were cryo-milled for periods ranging from 3 to 11 h to
produce different size distributions of powders to be used in the inoc-
ulation trials. Each sample was characterized by SEM image analysis
to evaluate their size distributions. Further details of the experimental
inoculation methodology can be found in previous works [9,11].
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Fig. 1. Optical BF micrographs showing increase of equiaxed fraction from reference
to sample inoculated with isomorphic inoculants (3 hr cryomilled Ti-Al-Nb) and
corresponding SEM BSE images showing reference grain size and refined structure with
the same inoculation alongside a plot showing the evolution of grain size and equiaxed
fraction with increasing number of powders added.

2.2. Replicating thermal conditions of melt processing

An experimental set-up has been designed to simulate the ther-
mal conditions of the inoculation process undergone by the Ti-Al-Nb
powders in order to quantify their microstructure evolution. To do
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Fig. 2. Layered SEM BSE images with adjusted contrast of TiTa particle remaining in
solidified ingot to show process of powder breakup.
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Fig. 3. Experimental schematic for heat treatment of particles, (a) molten salt at
temperature, (b) addition of particles and (c) quenching.

so several challenges needed to be solved simultaneously, namely the
experiment must: (i) reach high temperatures reflective of the melt,
1500 < T < 1600 °C, (ii) survive at such temperatures for short to
moderate heating times (iii) have fast heating rates reflective of the
particles being introduced to the melt, and (iv) prevent oxidation of
Ti-based alloy micron scale powders. The experiment that has been
developed, although simple, meets these four criteria. The details of
which are shown schematically in Fig. 3. High purity calcium fluoride
(CaF, > 99.95%) was heated, and melted, at 100 K/min in an alumina
crucible to 1500 and 1600 °C then held for 30 min to reach thermal
equilibrium in an argon atmosphere (Fig. 3(a)). The powders were then
introduced into the molten salt for different holding times ranging from
20 to 300 s before quenching the crucible into a water bath (Fig. 3(b)
and (c)). A thermocouple was placed into the molten salt to measure
the temperature evolution, upon cooling an average cooling rate of 150
K/s was measured. After cooling, a glass matrix is obtained containing
the heat treated powders which can be sectioned and prepared metal-
lographically for analysis. The powders used in this experiments were
milled for 3 h and 9 h to investigate the influence of milling on the
microstructure evolution. To ensure that the introduction of the powder
into the molten salt does not affect the system temperature, the mass of
Ti-Al-Nb powder introduced was small compared to the mass of CaF,,
typically 500 mg of powders for 10 g of CaF,. Considering the typical
size of the powders is roughly 100 pm, and a thermal diffusivity of
ar = 7.107° m? s~! at 1600 °C [14] , a typical time to reach thermal
equilibrium would be 1.43 ms, significantly smaller than the holding
times, the heating stage can then be neglected in the following analyses.
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2.3. Rod dipping

In order to analyze the interface between Ti-Al-Nb and Ti-Al after
the two have interacted in similar conditions to the inoculation trials
a rod of Ti-Al-Nb was manufactured and dipped into molten Ti-Al. The
rod was formed by vacuum pulling an ingot of Ti-Al-Nb into a silica
tube with an inside diameter of 5 mm. The same procedure was used
as in the inoculation trials but with the Ti-Al-Nb rod in place of the
inoculating pellet, the rod was positioned away from the bulk alloy
until the alloy was fully molten then inserted directly into the melt and
held at temperature for 20 s before the furnace power was turned off
and the melt allowed to solidify. The solidified ingot with the intact
rod in its core could then be sectioned and characterized to evaluate
the alloy interaction and dissolution rate in the melt.

2.4. Characterization

The size of the powders used in each inoculation trial were char-
acterized by image analysis from SEM images, details of which are
provided in [9]. However, the structure of the as-cryo-milled inocu-
lant powder is an ultra-fine structure, so much so that conventional
EBSD does not have the spatial resolution sufficient to resolve its de-
tails. Transmission Kikuchi Diffraction (TKD) [15,16] is an appropriate
method for analyzing such microstructures as it is possible to obtain a
spatial resolution of a few nm, an order of magnitude better than that of
EBSD. In addition, the diffraction patterns are of better quality because
as the interaction volume is much smaller it contains fewer defects and
elastic distortions. The TKD setup was of the on-axis configuration,
which was designed and validated at the LEM3 in Metz, where the
scintillator is located beneath the sample perpendicular to the electron
beam, resulting in high intensity diffraction patterns [17]. In addition
to the detector for the Kikuchi bands there are also three diodes for
forward scattered electron detection (FSD). Each diode produces a
single color. When an image is formed from all three detectors it is
extremely sensitive to changes in orientation. TKD was performed using
a Zeiss Supra 40 at 30keV, a working distance of 5-7 mm, and a sample
to detector distance of 20 mm. Orientation maps were acquired using
a step size of 4 nm. Analysis of the orientation data was conducted
using the free software package ATEX developed at the LEM3 [18].
The microstructure of the particles were also evaluated after the molten
salt heat treatment by SEM imaging with BSE. The dissolution of the
Ti-Al-Nb rod was evaluated by optical microscopy.

3. Results
3.1. Grain size evolution with milling time

Representative TKD results from powders which were milled for
3 h and 9 h are shown in Fig. 4. The unindexed regions (black pixels)
appear mostly along grain boundaries as 2 patterns corresponding to
each grain are often overlapping in these regions making them more
difficult to index. 100% of the patterns indexed for both 3 h and
9 h cryomilled powder particles correspond to the g phase. As the
Ti-10Al-25Nb inoculant ingot was 100% p phase, that means that the
cryo-milling did not induce a phase transformation.

As we can see in Fig. 4, the morphology of the microstructures
of both powders have many common characteristics. The grains are
greatly elongated in a direction roughly parallel the surface of the par-
ticles, which is perpendicular to the direction of impact during milling.
This kind of morphology is a “pancake morphology” referring to the
shape of the grains these “pancakes” are aligned along deformation
bands. The grains are very fine, the thickness of the “pancakes” can
be as little as 20 nm. There are differences between the two powder
particles with regard to the size of the grains, their shape and the
substructure within them. If a grain is defined as having a disorientation
of more than 15° with its neighbors, the average grain size was found to
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Fig. 4. Results of a characterization by on-axis TKD in SEM of two Ti-Al-Nb inoculants prepared by FIB, after 3 h (left) and 9 h (right) cryo-milling. The top line shows FSE

images of the region investigated by TKD. The second line shows IPF orientation maps.

be 52 nm with a median size of only 38 nm for the 3 h milled sample
and 43 nm and 34 nm for the 9 h milled sample. In the 9 h milled
sample there are fewer long pancaked grains in either the FSD image
or orientation map.

These microstructures are quite characteristic of strongly plastically
deformed (SPD) materials such as those obtained by equal channel
angular pressure (ECAP) or high pressure torsion (HPT) processes [19].
The evolution of microstructures during strong plastic deformation
follows a very general pattern. First of all, at low strains, the grains
get longer and form what are often referred to as bands of deforma-
tion. Then the different parts of a deformation band are subjected to
heterogeneous deformations, i.e. different slip systems will operate in
the different parts of the deformation band. As a result, geometrical
necessary dislocations (GND) will form at the boundary between the
two parts of the crystal to ensure the compatibility of the deforma-
tions [20], thus a substructure is formed inside the deformation bands.
This is how the subdivision of the grains takes place [21]. As the
deformation increases, the boundary disorientation increases due to
the accumulation of dislocations and concomitantly the density of
dislocations inside the grains decreases [22]. For the powders, we do
not know the total strain accumulated in the repeated impacts during
the milling but we know that it is relatively high because the grain
subdivision process has already begun, it is in progress but has not yet
reached its final stage. Even for the 9 h cryo-milled powder particles,
the grains are still relatively elongated and the LAGB fraction is high
(Fig. 5). This means that the long pancaked grains found after 3 h
of milling are being subsectioned along their subgrain boundaries as
milling continues. From this analysis it can be seen that the grain size
of the particles does not change significantly as milling time increases.
The internal grain structure changes, however when considering the
microstructure of the particles in future analysis the initial grain size
can be taken to be identical as the average grain sizes found in both
were nearly identical and further milling only reduces the size slightly.

3.2. High temperature grain growth

The powders which were heat treated at 1600 °C had markedly
different microstructure than the as milled powders. The pancaked
structure seen by TKD was completely transformed into a mixed struc-
ture of large # grains in the centre of the powders with small a/y
lath colonies around the periphery. The prior f grain boundaries can
be seen as the boundaries between the lamellar colonies, defined by
similar directions of laths within a colony. While the microstructure of
the powders change, during the heat treatment with molten salt the
size of each powder will remain constant as there is no dissolution
occurring i.e., there is little chemical reaction between the molten salt

and powders. Representative micrographs from near the centre of two
powders are shown in Fig. 6(a) for 3 h and (b) for 9 h milled particles.
Additionally, not shown in the figure, the grain size appeared to be
largest in the center of the powders, even if the center was lamellar,
with smaller grains closer to the edge this is likely due to oxygen
pickup during the heat treatment, which may have an effect on the
grain growth occurring in the molten salt compared to the inoculation
trials where grain growth occurs in the melt without oxygen pickup.
These demarcations were identified manually and their areas measured
using imageJ software. The size of the prior § grains was evaluated
for the powder samples along with the size of the parent powder they
were measured within, the results of which are shown in Fig. 6(c), the
error reported being the standard deviation of the measurements. The
powder size was taken to be the equivalent circular diameter of the
powder cross sectional area evaluated. The average grain size found in
the particles shown in Fig. 6 a and b was 46 and 38 pm respectively,
both had powder diameters close to 400 pm.

For the 300s heat treatment 20 powders of 3hr milled Ti-Al-Nb
and 17 powders of 9hr milled were found with cross sections that had
discernible g grain structures. The average f grain size found was 82 pm
across both samples, 76 pm for the 3 hr milled powder and 94 pm for
the 9 hr. The average powder size was 282 pm for both milling times.
The global average grain size was within error, taken as one standard
deviation, for all the powders measured except the smallest 3hr powder.
There does appear to be a slight trend of increasing f§ grain size as the
powder size increases but it is not strong enough across the powders
measured to be conclusive, especially since the spread of the grain sizes
increases as well with powder size. The size of the powders seems to
have a greater effect on the grain size than the milling time. Since all
the powders have grain sizes which agree with the average the grain
size can be taken to be the same between the 3hr and 9hr powders after
extended high temperature exposure. This means that the change in the
subgrain structure seen in the as-milled powders does not have a large
effect on the grain size after this treatment, once again indicating that
the main effect of extended milling times is a reduction of powder size
and does not have a strong effect on the microstructural properties.

For the 20 s heat treatment fifteen powders from each milling time
were measured, their size and grain size evaluated in the same manner
as the longer duration heat treatment. The average grain size of the
three hour milled samples was 44 pm while it was only 31 pm for
the nine hour milled powders. The overlap in the size of the powders
measured is smaller than in the extended time experiment, the three
hour powders measured had an average size of 360 pm while the
nine hour powders averaged 305 pm. The global average grain size of
37 pm does not appear to agree as well with all the particles as the
global average did for the extended hold time, however all the sizes
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Fig. 5. Grain misorientation histograms obtained by TKD of (a) 3hr and (b) 9hr cryomilled Ti-Al-Nb particles.

agree well with a linear trend of increasing grain size with increasing
powder size. This could be the result of a surface effect leading to the
aforementioned smaller grain sizes along the surface of the powders
compared to their centers. Again this indicates that the size of the
powders has a larger effect on the grain size after thermal treatment
than the differences in the initial microstructure.

It was determined that the grain size of the powders after thermal
treatment did not change significantly as milling time of the powders
increased. The size of the powders was seen to have a greater effect on
the grain size than the milling time. The grain size/powder size relation
found after 20 s of interaction time at 1600 °C can be used to more
accurately predict the grain size within the powder size distributions
and number of grains introduced in each of the inoculation trials.

The grain growth kinetics, neglecting the heating stage of the par-
ticles, can be modeled using the approach of Malow and Koch [23]:

dn_dg:kt:kotexp<—%> (€8]
where d, and d are the grain diameters before and after thermal
treatment respectively, k a rate constant, Q the grain growth activation
energy, ¢ the time, n the growth exponent, R the ideal gas constant
and T the temperature. In the present case, d, can be neglected as it
nears zero in comparison to d and parabolic growth is assumed (n = 2).
Dividing both side of Eq. (1) by the square of the particle size gives
a direct relation between a dimensionless grain size, 4, and a Fourier
number for grain growth, Fo:

k,t ex (—2>
£ é - "p—2” — Fo @)
dp dp
The evolution of A4 with Fo is given in Fig. 6(d). From these data,
the values of k, and Q were determined as 10~ m?/s and 320 kJ,
respectively. While there is currently no data available at such high
temperature in the literature, there is a reasonable agreement with data
for p-Ti alloyed with refractory elements [24].

3.3. Rod dipping experiment

Optical microscopy was performed on transverse and longitudinal
cross sections of the TiAIND rod after dipping. Dendritic growth from
the rod can be seen optically from a transverse cross section near the
top of the rod in Fig. 7a. The diameter of the rod after dissolution was
measured along its length, the results of which are shown in Fig. 7b.
The dissolution of the rod was most pronounced at its top and bottom.
This is likely due to the 3D nature of the experiment, dissolution
occurring from more directions at the bottom corners of the rod and the

effect of fluid flow loops increasing dissolution at the top. The Diameter
of the rod was found to have decreased on average by 180 pm which
corresponds to a dissolution length of 90 pm.

4. Mechanism
4.1. Modeling dissolution

Prediction of powder dissolution in the melt requires a sophisticated
mathematical model taking into account the induction induced stirring
effects, namely the complex motion in a 3D fluid flow. Such a model
is beyond the scope of this paper. Instead, we adapt Hsu and Lin’s
model [13] to evaluate how dissolution is affecting the ISI powders in
the melt. The model assumes (1) a solid particle to be spherical, (2)
a surface layer to be formed near the solid-liquid interface and, (3)
the rate limiting solute for dissolution process is Nb diffusion as it is
the slowest diffuser in the system Ti-Al-Nb. The Nb concentration C;
at the surface of a particle of radius r. on the liquid side is assumed
to be saturated and could thus be taken from the phase diagram [25],
while the concentration in the bulk liquid C[O is assumed to be 0, as the
melt is Ti-Al. The distance between the regions corresponding to C;
and C[0 respectively is the mass transfer boundary layer, §. In this case
according to film theory [26], the solute transport equation is given by

aCc Dy 9 /,0C
a7 ) ®
where D; is Nb diffusion coefficient in the liquid phase and r is the
distance measured from the center of the particle. To account for the
solute build up effects, we use the model developed by Hsu and Lin
that considers the liquid volume interaction with the solid [13]. The
derivation of this model leads to

dr _ (rF+8)(C* -1+ r*3)

dr* &*r*
In Eq. (4), 6* =6/rg, r* =r./ry and

C* =(C} — C))/((4np,ri N)/(3V M) where ry is the initial radius of
the powder, N the number of powders, V' the volume of liquid, p, the
powder density, and M the molar weight of the solute. The detailed
solution for the model to calculate the dissolution rate assuming the
initial condition * = 1 at * = 0 can be found in [13]. Such a solution
relies on a fixed value of §, that is a prior unknown in our problem.
To calculate 5, we take into account the fluid flow, which makes &
dependent on the hydrodynamic boundary layer §,, i.e. the distance

C)

from the powder to where the fluid velocity U =099 U,,,,, U, being
the free flowing velocity. In a laminar flow [27],

opD
5= onoL )

v
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where v is the kinematic viscosity and 6, = 5r./1/Re with Re being the
Reynolds number. The diffusion coefficient D; is estimated using the
Stokes—Einstein relation:

kT
D; = 6
L 6znr ©)

where k, is the Boltzmann constant while

2roU,
Re = ZF0%max @
2

The maximum relative velocity U,,, occurs when gravity is acting
against the fluid flow. In a moving reference frame it reads

8gro(ps —pr)
Upax = 4 / =07 7L
max 3C,01 ®
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Fig. 7. (a) schematic of rod dipping, Rod/Bulk interface (b) optical bright field
micrograph showing columnar growth from rod into the bulk, (c¢) Radius of the rod
before and after dissolution.

where g is the acceleration due to gravity, p, and p; the powder
and liquid density respectively and Cj, the drag coefficient. The drag
coefficient and Reynolds number rely on one another according to [28]:

24
Cd—R—etfRe<53 9
C,=045if Re>53 10

This relation makes finding the velocity an iterative process. The ini-
tial velocity to find a starting Reynolds number was taken to be the
fluid velocity, i.e. assuming stationary powders. The calculations were
iterated to find the velocity, Reynolds number and drag coefficient.
Once relative velocities of the powders were found the size of the
layer could be determined. The requisite data to apply the model to
the rod dissolution are shown in Table 1, while the rod dissolution
with time is plotted on Fig. 8(a) with solid lines. JK{While the rod
has a different morphology than the particles, it was chosen as it is
easily located in the ingot after solidification, allowing measurement
of the dissolution length as compared to the addition of spherical
particles which could not be so easily located to be measured. The
calculation method was then validated using the experimental rod
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Fig. 8. Time evolution of (a) the dissolution length of a rod (solid line) and (b) the
dissolution length of different sized particles milled for 3 (Nb3Ar) 6 (Nb6) or 11 (Nb11)
hours with different initial radii (10, 100 and 300 pm). The dashed horizontal line in (a)
corresponds the experimental dissolution length. Data corresponding to the calculations
are gathered in Table 1.

Table 1

Data for rod dissolution calculations.
Variable Symbol Units Value Ref
Boundary Layer S m 3.35 x 107 calc.
Particle Radius I, m 2.50 x 1073 PW
Number of Particles N - 1 PW
Nb Liquid Diffusion D, m?/s 2.14 x 107° calc.
Liquid Volume \ m’ 9.84 x 10°° PW
Particle Density oy g/m’ 5.01 x 10° calc.
Liquid Density oL g/m? 3.82 x 10° [29]
Nb Molar Weight M g/mol 93 [30]
Nb Liquid Conc. X 5v . mol/m? 0 PW
Nb interface Conc. Xﬁjb mol/m? 8164 [25]
Kinematic Viscosity v m?/s 4.93 x 1077 [31]
Dynamic Viscosity n Pa s 1.88 x 1073 [31]
Temperature T °C 1600 PW

dipping experiment where the dissolution of the rod was measured after
a known time at temperature. The rod spent roughly 10 s interacting
with the melt at temperature during the 20 s experimental time. During
those 10 s, the dissolution length was estimated to be 94 pm (dashed
line on Fig. 8(a)). Assuming the liquid interaction volume was equal to
that of the whole molten bulk alloy used in the experiment at 1600 °C
(determined by comparing EDX compositions across the solid/liquid
interface to ternary phase diagrams at different temperatures obtained
with thermocalc), the calculated dissolution length after 10 s was
75 pm, slightly less than experimental dissolution length (94 pm). In
order to get a dissolution length of 94 pm the model required an
interaction time of 13 s. Considering the assumptions and uncertainties
of the calculation and experimental dissolution time this is relatively
good agreement between the calculation and measured values for the
rod dipping experiment. The model can then be used to calculate the
dissolution of the powders used in the inoculation trials. Indeed, on
Fig. 8(b) examples of particle radii evolution (equivalent to dissolution
length) with time are presented for three different initial particle
classes (different initial radii r)). According to this figure, particles with
ro > 100 pm do not dissolve completely within 10 s, while the ones with
ro < 100 pm do much earlier. However, the ones with ry ~ 100 pm do
dissolve after roughly 10 s, in a good agreement with the experimental
results.

4.2. Effect of dissolution and breakup on particle populations

The dissolution model and grain growth experiments can be used
together to estimate the effect of dissolution and powder breakup on
the population of isomorphic inoculants present during solidification
in each inoculation experiment. The calculation uses the introduced
powder size to find both the particle (grain) size within the powders
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and the dissolution length, effectively separating the dissolution and
breakup phenomena into two independent processes in contrast to
the real behavior of both occurring concurrently. However, modeling
such concurrent processes would be significantly more complex and
outside the scope of this paper. The microstructure and size of the
introduced powders, assuming preferential grain boundary dissolution
and full breakup of the powders along grain boundaries, is used to
approximate the number of particles and their size present in the
melt, while dissolution calculations are performed on these particles
to determine if they survive until solidification to act as ISI.

The number of particles added to the melt in each trial is calculated
from their size distribution, along with the mass added, assuming
spherical powders. Each powder population was divided into ten size
ranges and the average of each range was used for calculation. The
dissolution model was applied to all these ranges to obtain a dissolution
length for each. If the dissolution length is greater than the average
radius of the powder in a range all powders in the range are considered
to have dissolved. If the dissolution length is less than the average
radius of the powder in a range it is subtracted from the radius and the
reduced radius and number of powders used to calculate the volume of
the remaining powder.

The size of each powder will be decreased not only by this radial
dissolution but also particle breakup (as shown in Fig. 2). This may
occur by preferential grain boundary dissolution [12] if the grain
boundary energy is higher than that of two solid liquid interface i.e. 65/
B > 2(c 4/7), which should be the case here as the Ti-Al-Nb grain
boundaries after grain growth have a high misorientation angle and
thus a high energy. The liquid will then fully wet along the grain
boundary permitting separation of the particles in the melt along grain
boundaries. For clarity henceforth the initial cryomilled particles will
be referred to as powder and their internal grains as particles.

The grain growth behavior observed during the molten salt experi-
ments was used to calculate the particle (grain) size within the powders
after 20 s at 1600 ° C which could then be used to calculate the number
of particles assuming 100% breakup along these grain boundaries. The
number of particles after breakup is based on the assumption that
powder breakup occurs independently of, and after, radial powder
dissolution. The initial powder size is used to calculate the particle
(grain) size within the powder rather than their size after dissolution.
The number of particles is calculated by dividing the volume of powder
in a given size range after dissolution by the volume of a grown grain
(particle) assuming spherical powders and particles. This was then
taken to be the number of particles remaining which could act during
solidification. The calculated grain sizes can be considered reasonable
as they correlate well with sizes found during the experiments, i.e., the
smallest calculated grain size, > 3 pm within 22 pm powders, is not
significantly smaller than the smallest grain found experimentally, 4 pm
within a powder > 100 pm

4.3. Isomorphic inoculation mechanism from cryo-milled powders

Assuming all particles/powders present during solidification are
active and each is responsible for the formation of a single grain
(11 ratio), knowing the equiaxed fraction of each ingot (volume) and
assuming spherical grains an as-cast grain size can be predicted given
different assumptions, as shown in Figure 9a. There is then a correlation
between the predicted grain size and the number of grains forming, a
larger predicted grain size means fewer grains forming than a smaller. If
the predicted grain size is larger than the experimental, assuming a 1 1
ratio, there are fewer active ISI predicted than present. This can help
make more clear the effects of the assumptions used. If the powders are
unaffected by the melt, the number of grains formed would be equal to
the number of powders added to the melt, however, this assumption
predicts a much larger grain size than found experimentally, larger
even than the grain size found experimentally without ISI addition.
Thus this predicts too few active ISI. It is then evident that the powders
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Fig. 9. (a) Relationship between introduced particles and predicted grain size and (b) Particle grain density and equiaxed grain density considering experimental results and

calculations with different active phenomena.

are affected by the melt. If it is assumed that interaction with the melt
results in only grain growth and breakup (Breakup) the predicted grain
size is much smaller than experimental, a overestimation of the number
of active ISIL If only dissolution is considered (Dissolution) then the
predicted grain size is even larger than if no interactions are considered.
If both these phenomena are considered (Dissolution + Breakup) the
predicted grain size is relatively close to the experimental, except for
the case of the largest number of introduced powders. This corresponds
to the 11 h milled sample which has the smallest size distribution. This
over estimation of the grain size is due to the large fraction of powders
which were calculated to dissolve, less than 2% (by number) of the
particles introduced were calculated to survive until solidification. This
is likely an overestimation of the dissolution as only the initial particle
conditions are considered in the dissolution calculations. A more robust
model would consider the change in velocity and boundary layer as
dissolution occurs which would likely decrease the complete dissolution
of small particles.

If the particles are acting as centers of direct particle growth rather
than nucleation sites the energy barrier for them to be active should
be low enough that the vast majority of them participate solidification.
As each particle grows they should each form a single grain in the as-
cast structure, resulting in a ratio of one grain formed for each particle
remaining. The relationship between number of particles or powders
considered and grains formed is shown in Fig. 9b. Once again the same
four assumptions are shown, no dissolution or breakup (Introduced
Powders), dissolution no breakup (Dissolution), breakup no dissolution
(Breakup), and both dissolution and breakup (Dissolution + Breakup).
If no breakup is considered more than one grain is formed per powder
whether dissolution is considered or not, which does not correspond to
an assumption of nucleation or direct particle growth. If only breakup
is considered without dissolution then less than one grain is formed
per particle, with a ratio between that of AITiB inoculation of Al and
AITiB inoculation of Ti. However, from the rod dipping experiment
we know dissolution occurs so this is also not reflective of the true
case. When both breakup and dissolution are considered the ratio
of particles to grains formed is close to 1:1 except for the smallest
powders. This ratio of one particle to one grain formed is indicative of
the absence of a large energy barrier to solidification and supports the
theory that the particles are acting as centers of direct epitaxial growth
rather than nucleation. The mechanism of isomorphic inoculation by

polygranular powders can then be described as a multi-step process.
Polygranular powders of the same phase and similar lattice parameter
to the matrix are added to the melt. While thermally stable the particles
are not diffusively stable in the melt and some dissolution occurs, the
grain boundaries preferentially dissolve and the powders break apart
into multiple particles which each act as isomorphic inoculants. Upon
cooling these particles grow epitaxially, rather than nucleating new
solid, and each is responsible for the formation of a grain found in
the as-cast structure. Using the molten salt particle heat treatment
experiments and particle dissolution in fluid flow model the number
of isomorphic inoculants was found to correlate well with the number
of grains formed.

5. Conclusions

The mechanism of highly efficient isomorphic inoculation was con-
firmed to be powder breakup and epitaxial growth. The structure of
the particles introduced to the melt was found to be highly plastically
deformed with long pancake structured grains that were subdivided
into more equiaxed grains as milling progressed, this did not have a
large effect on the average grain size within the particles, the main
effect of continued cryo milling was the reduction of the powder
size. Heat treatment to reproduce the thermal conditions encountered
by the powders in the melt resulted in significant grain growth, the
extent of which depended more on the size of the powders than
their initial microstructure. The dissolution rate of the powders was
calculated based on mass transfer of solute through an interlayer, based
on the model of Hsu [13] while also taking into account fluid flow,
this was validated using a rod dipping experiment. After taking into
account dissolution and breakup the number of grains formed during
solidification corresponds well with the number of particles formed
from the particles which survive the melt indicating that no nucleation
barrier needed to be overcome. This confirms the proposed mechanism
of highly efficient isomorphic inoculation to be particle breakup and
direct particle growth rather than nucleation of new solid.
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