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Abstract: This study documents laboratory-scale observation of the interactions between the Ni-based superalloy FGH4096 and refractories.
Three different crucibles were tested—MgO, Al,O3, and MgO—spinel. We studied the variations in the compositions of the inclusions and the
alloy—crucible interface with the reaction time using scanning electron microscopy equipped with energy dispersive X-ray spectroscopy and X-
ray diffraction. The results showed that the MgO and MgO-spinel crucibles form MgO-containing inclusions (Al-Mg oxides and Al-Mg-Ti
oxides), whereas the inclusions formed when using the Al,O; crucible are Al,O; and Al-Ti oxides. We observed a new MgAl,O,4 phase at the
inner wall of the MgO crucible, with the alloy melted in the MgO crucible exhibiting fewer inclusions. No new phase occurred at the inner wall
of the Al,O; crucible. We discuss the mechanism of interaction between the refractories and the Ni-based superalloy. Physical erosion was
found to predominate in the Al,O5 crucible, whereas dissolution and chemical reactions dominated in the MgO crucible. No reaction was ob-

served between three crucibles and the Ti of the melt although the Ti content (3.8wt%) was higher than that of Al (2.1wt%).
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1. Introduction

FGH4096 superalloy is among the most crucial powder-
metallurgy turbine-disk superalloys used in aero-engineering
because of its excellent rupture life, favorable creep resist-
ance, and microstructural stability at high temperatures up to
923 K [1-5]. However, inclusions can degrade its mechanic-
al properties (e.g., tensile strength, fatigue resistance) [6—7].
The inclusion issue is one of the most significant problems
for ensuring the quality of superalloys. Typically, superal-
loys are compounds containing metals (aluminum, magnesi-
um, titanium, calcium, cerium, etc.) and non-metallic ele-
ments (oxygen, sulfur, and nitrogen) [8—11]. Jiang et al. [7]
found fatigue cracks to first nucleate within inclusions that
are irregular in shape. Therefore, the inclusion issue is of
considerable interest in the development of the FGH4096 su-
peralloy. It is widely accepted that inclusions are mainly in-
troduced during the primary melt process, i.e., vacuum in-
duction melting (VIM).

VIM, the principal process used to manufacture the critic-
al-rotating-component hardware of Ni-base superalloys, has
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served the aerospace industry well for decades [12—15]. The
crucible material used has been a key issue during this time.
Numerous studies have been conducted regarding various
crucible materials, including ALO; [16-18], MgO,
MgO-spinel, Al,Osspinel, Y,0; [19-20], ZrO, [21], and
CaO [22-23]. Among them, CaO, Y,0s;, and ZrO, have
shown high thermochemical stability and low contamination
during melting at high temperature. However, CaO is not
suitable as a crucible in industrial furnaces because its sensit-
ivity to humidity, and Y,0O; and ZrO, are very expensive for
industrial-scale applications. Therefore, to date, MgO and
Al,O; remain the predominant components used in the manu-
facture of crucibles for VIM superalloys.

The relationship between the mechanical properties of
FGH4096 superalloy and its inclusions has been extensively
researched [1-3,6-7]. However, the formation mechanism of
the inclusions in FGH4096 superalloy during VIM has rarely
been addressed, so the formation and evolution of inclusions
in FGH4096 superalloy during VIM must be further invest-
igated.
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2. Experimental
2.1. Raw materials

Table 1 shows the designated chemical composition of
FGH4096 superalloy, the raw materials of which were pre-
pared in purities higher than 99.9%. We investigated three
types of crucible materials (MgO, Al,O; and MgO-spinel) in
this study. The dimensions of the crucibles were 80 mm in
outer diameter, 60 mm in inner diameter and 130 mm in in-
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ner height. The crucibles were composed of chemical re-
agents with a purity higher than 99%. The properties of the
crucibles, as provided by the manufacturer, are shown in
Table 2. The chemical compositions of the three types of cru-
cibles were analyzed using an X-ray fluorescence spectro-
meter (XRF). All crucibles were produced using cold isostat-
ic pressing and ordinary pressure sintering techniques to im-
prove their resistances to thermal shock. The sizes of the
ceramic particles (Al,Os, MgO) ranged between 0—1 mm.

Table 1. Designated chemical composition of FGH4096 superalloy wt%

Cr Co Mo 4 Ti Al Nb C Ni

15.0-16.5 12.5-13.5 3.84.2 3.84.2 3.5-3.9 2.0-2.4 0.6-1.0 0.02-0.05 Bal.
Table 2. Properties of crucibles in current work

Crucible MgO / wt% ALO; / wt% Si0, / wt% TiO, / wt% Porosity / % Bulk density / (kg'm™)
MgO 99.32 0.24 0.21 0.20 17.5 3.0x10°
ALO; 0.09 99.64 0.10 0.11 17.0 2.9x10°
MgO-spinel 85.68 13.39 0.44 0.41 17.2 3.7x10°

2.2. Experimental procedure

A 2-kg-scale VIM furnace was utilized in the experiments.
Fig. 1 shows a schematic of the experimental apparatus. A
total of 1 kg of raw materials was used in each heat. As late
additions, reactive elements (Al and Ti) were added to the
melt through the hopper to prevent the formation of oxides
and minimize the in-melt time for low-melting elements and
thereby prevent burning off. First, the VIM chamber was
evacuated to a vacuum degree of 1x107? Pa and then back-
filled with pure argon to 0.05 MPa before melting. Then, the
furnace was heated to 1773 K at a rate of 25 K/min and main-
tained at 1773 K for 10 min to ensure homogenization prior
to start time. The experimental times of each group of cru-
cibles were 5, 10, 30, and 60 min, respectively. When an ex-
periment was finished, the molten alloy was poured into a

steel mold of diameter 40 mm. Table 3 lists the experimental
conditions.
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Fig.1. Schematic of experimental apparatus. 1—High fre-
quency power supply; 2—Hopper; 3—Crucible; 4—Induction
coil; S—Rotating axis; 6—Molten alloy; 7—Steel mold;
8—Viewing window; 9—Pressure gage; 10—Diffusion pump;
11—Mechanical pump; 12—Ar gas; 13—Gas outlet.
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Table 3. Experimental conditions and composition of FGH4096 superalloy for each heat

Composition after experiments / wt%

Heat No. Crucible material Melting time / min -
Al Ti Mg (6]
Al ALO; 5 2.138 3.815 <0.0001 0.0039
A2 ALOs 10 2.137 3.815 <0.0001 0.0037
A3 AL O; 30 2.136 3.814 <0.0001 0.0030
A4 ALO; 60 2.137 3.815 <0.0001 0.0041
MS1 MgO-spinel 5 2.136 3.814 0.0002 0.0030
MS2 MgO-spinel 10 2.135 3.815 0.0004 0.0028
MS3 MgO-spinel 30 2.134 3.814 0.0007 0.0025
MS4 MgO-spinel 60 2.134 3.814 0.0010 0.0030
Ml MgO 5 2.134 3.815 0.0007 0.0023
M2 MgO 10 2.132 3.814 0.0016 0.0015
M3 MgO 30 2.131 3.814 0.0017 0.0019
M4 MgO 60 2.130 3.814 0.0019 0.0016
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2.3. Analysis

After VIM, we analyzed the O content by the LECO (TC-
300 combustion analyzer) method, which uses NIST-certi-
fied standards with O values accurate to 0.0001wt%. The Al,
Ti, and Mg contents in all the samples were determined us-
ing inductively coupled plasma-atomic emission spectro-
scopy (ICP-AES). The compositions of the inclusions of the
metallographic samples were characterized using a scanning
electron microscope (SEM) equipped with an energy dis-
persive spectrometer (EDS) with the acceleration voltage of
20 kV. The crucible samples were cut from the same loca-
tion (10 mm below the liquid-alloy surface). The inner walls
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of the crucible samples were analyzed using X-ray diffrac-
tion (XRD). We also analyzed the interface of the crucible by
SEM and EDS using map scanning.

3. Results and discussion
3.1. Inclusions in alloy

Based on their morphologies and chemical compositions,
the inclusions can be classified into four types, namely, (1)
AL O; oxides, (2) AI-Ti oxides, (3) AI-Mg oxides, and (4)
Al-Mg-Ti oxides. Fig. 2 shows SEM images and the EDS
results for these inclusion types. Table 4 shows the specifica-
tions of each type of inclusion.
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Fig. 2. Morphology and EDS result of each type of inclusion: (a) type 1; (b) type 2; (c) type 3; (d) type 4.

Table 4. Types of oxide inclusion in different heats

o ) . Heats (Al,O3) Heats (MgO-spinel) Heats (MgO)
Type  Specification of inclusions
Al A2 A3 A4 MSI MS2 MS3 MS4 Ml M2 M3 M4
1 AlL,O3 XX XX XX XX XX x x x
2 Al-Ti oxide x X x X X x x
3 Al-Mg oxide XX XX XX XX XX XX XX
4 Al-Mg-Ti oxide x X X x X x X

Note: xx—Main type of inclusions; x—Small amount of inclusions.

The inclusions in Heats A1-A4 were mainly Al,O; with
some minor Al-Ti oxide, and were mostly irregular in shape.
Some were deoxidation products from the addition of Al and
Ti. Others were crucible particles that had become detached
because of the physical erosion of the melt under the electro-
magnetic stirring force. The compositions of the inclusions
did not change as a function of the melting time, which sug-
gests that almost no chemical reaction occurred between the
alloy melt and the Al,O; crucible. When the MgO-spinel
crucible was applied, Al,O; comprised the main inclusions at
5 min (Heat MS1), whereas nearly spherical Al-Mg oxides

were the main inclusions after 10 min. When the MgO cru-
cible was used, AI-Mg oxides were the main inclusions in
Heats M1-M4. At 5 min, ALO;, Al-Ti oxides, Al-Mg
oxides, and Al-Mg-Ti oxides were all observed. At 10, 30,
and 60 min, only Al-Mg oxides and Al-Mg-Ti oxides
were observed, which indicates that the Al,O; and Al-Ti ox-
ides had been completely converted to MgO-containing ox-
ides.

Fig. 3 shows the variation in the number densities of ox-
ides with time, in which we can see that the number densities
of the oxides in Heats M1-M4 are lower than those in Heats
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A1-A4 and Heats MS1-MS4 at the same melting time. More
inclusions are observed in Heats A1-A4. In addition, the
amount of inclusions first decreases with time and then in-
creases at 60 min in the cases of the Al,O; and MgO-spinel
crucibles, whereas in the case of the MgO crucible, the inclu-
sions continue to decrease at 60 min. The fluid flow of the
molten superalloy under electromagnetic force favors the
floating of the inclusions to the top [24-26].
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Fig.3. Variations in the number densities of oxides with time.

3.2. Compositions of alloys and inclusions

Table 3 and Fig. 4 show the compositions of the alloys and
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Fig. 4. Mg and O contents after each heat.
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inclusions, respectively. In Heats A1-A4, the Al, Ti, and Mg
contents change only slightly with time. In Heats MS1-MS4
and Heats M1-M4, the Al contents decrease and the Mg con-
tents increase with time, with the Ti contents changing very
little. However, the Mg contents in the alloys in Heats
M1-M4 are higher than those in Heats MS1-MS4 at the
same melting time (see Fig. 4(a)). In the case of the MgO
crucible, the Mg content increases sharply up to 10 min of re-
action time and then increases slowly after 10 min of melting.
The ratio of increase in the Mg content in Heats MS1-MS4 is
nearly the same as that in Heats M1-M4 when the melting
time is longer than 30 min, which suggests that they have
nearly the same reaction rate. As shown in Fig. 4(b), in Heats
A1-A4 and MS1-MS4, the O contents first decrease when
the melting time is less than 30 min, and then increase at 60
min, similar to the variation in the number densities of the
oxides in the superalloy. However, the O contents in Heats
M1-M4 decrease with melting time in general. In addition,
the O contents in Heats M1-M4 are lower than those in Heats
Al-A4 and MS1-MS4 at all four melting times. Further-
more, Fig. 5 shows the Mg/O ratios in the superalloys and the
MgO contents in the inclusions, in which we see that the
Mg/O ratios in Heats M1-M4 are high, as are the MgO con-
tents. It is interesting that the MgO contents in the inclusions
linearly increase with the ratio of Mg/O in Heats MS1-MS4.
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Fig. 5. Mg/O ratio in alloys and MgO content in inclusions

after each heat.

3.3. Superalloy—crucible interface

Fig. 6(a) shows an elemental map of a cross section of the
MgO crucible prior to VIM. After 5 min of reaction time, an
Al band appears at the interface. Fig. 6(b) shows an element-
al map of the MgO crucible after 60 min of reaction time, in
which the Al band is clear and continuous. Studies
[18,20-21] have indicated that the alloy—crucible reaction
can generate solid or gaseous products, which may adhere to
the crucible wall and hinder further reaction. Furthermore,
our XRD results (see Fig. 7(a)) show that an MgAl,O, phase
occurs at the crucible walls, which suggests that the Al band
is actually a MgALO, layer. In addition, the thickness of the
Al band of the MgO crucibles increases as a function of melt-
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ing time, as shown in Fig. 8. The Al band is discontinuous in
Heat M1, but more continuous in Heat M2. Continuous and
thick Al bands are evident in Heats M3 and M4. All the
above information regarding the MgO crucible indicates that
MgO reacts with the FGH4096 superalloy melt. It is interest-
ing that the inner wall of the MgO crucible becomes smooth
after VIM, which is considered to be preferable. However,
unlike the MgO crucibles described above, no new elemental
enrichment is observed at the interface of the Al,O; crucible
after VIM, as shown in Fig. 9. The XRD results of the inner
walls of the AL,O; crucibles (Fig. 7(b)) further demonstrate
that no new phase forms. Similar to the Al,O; crucibles, no

Fig. 6. Elemental maps of MgO crucible interface: (a) before VIM; (b) after 60 min of VIM.
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new elemental enrichment is observed at the inner walls of
the MgO-spinel crucible after VIM, as shown in Fig. 10. Fig.
7(c) shows the XRD results for the inner walls of the
MgO-spinel crucible. However, this does not mean that
MgO-spinel does not react with the melt, because the reac-
tion products Al,O; and spinel have the same composition as
they do in the crucible. It is difficult to distinguish between
them.

Additionally, for all three groups of crucible samples, it is
interesting to note that no Ti elemental enrichment was ob-
served at the interface, although Ti was also active and its
content (3.8wt%) was higher than Al (2.1wt%).
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Fig. 7. XRD spectra of inner walls of the three groups of crucibles: (a) MgO crucibles; (b) Al,O; crucibles; (c) MgO—-spinel

crucibles.
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Fig. 8. Maps and thicknesses of Al band at the interface of the
MgO crucible with melting time.
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3.4. Mechanism of superalloy—crucible reaction

During the VIM process, the interaction between the cru-
cible and alloy includes a dissolution reaction, chemical reac-
tion, and physical erosion. In many cases, such as industrial
production, the use of top slag cannot be fully avoided for
economic reasons. The predominant reaction is that between
the refractory and the liquid slag [27-28], which makes the
interaction more complex. In the present study, to prevent its
influence on the chemical composition of the superalloy and
crucibles, we used no top slag.

In the dissolution reaction, Mg and Al might be intro-
duced into the melt by the dissolution of their oxides (MgO
and Al,O;, respectively), which can be expressed as shown in
Egs. (1) and (2).

MgO(s) = [O] +[Mg] )
1/3A1,0;(s) = [0O] +2/3[Al] 2)
for which the equilibrium constants become:
Ky = Me%o 3)

@MgO

2/3

(07 ¢76)
Ky= 200 0)
ALO;

Thus, if the activity product ay, X @o in the alloy is less
than K;, Eq. (1) can proceed in the forward direction and
MgO can dissolve in the superalloy. Of course, whether Eq.

After

P

Fig. 10. Elemental maps of MgO-spinel crucible interface: (a) before VIM; (b) after 60 min of VIM.




X.Y. Gao et al., Effect of interaction of refractories with Ni-based superalloy on inclusions during vacuum ... 1557

(1) is feasible or not will depend on the solubility of Mg and
oxygen in the superalloy and the kinetics of that dissolution.
In the present study, the Mg content is very low, so Eq. (1)
works. The ALO; crucible follows a similar rule, but the Al
content is as high as 2.2wt%, which makes the dissolution of
ALO; impossible. In other words, the dissolution of Al,O; is
very weak.

The chemical reaction between the MgO crucible and the
superalloy has two stages, as shown in Fig. 11. In Stage 1, the
MgO crucible reacts with the Al of the molten alloy, which
can be expressed as shown in Eq. (5) [28]. This reaction gen-
erates dissolved Mg in the alloy and Al,O;, which adheres to
the inner wall of the crucible to form an unstable Al,O; layer.

MgO

Alloy pool crucible Alloy pool

[Al] [Al]
[Mg]
Inclusions
(ALO,,
Al-Ti oxide)

Inclusions
(ALO;,
Al-Ti oxide)

(MgO)

3MgO(s) + 2[Al] = ALO,(s) + 3[Mg]

(a) Before reaction

(b) Stage 1

The formation of dissolved Mg plays a significant role in the
evolution of the inclusions. Studies [29—31] have indicated
that ALO; inclusions are not stable and transform into
MgALO, when dissolved Mg is present in the alloy melt.
This phenomenon also occurs in Al-Ti oxide inclusions be-
cause the Ti,0; of the inclusion is less stable than Al,Os. In
Stage 2, Al,O; reacts with the MgO of the crucible to form a
stable MgAlO, spinel layer, as shown in Eq. (6). On the oth-
er hand, dissolved Mg can reduce the Al,O; and Ti,0; in the
inclusions, which can be expressed as shown in Egs. (7)
[20,28] and (8), respectively. This modifies the composition
of the inclusions such that the unstable Al,O; and AIl-Ti ox-
ide inclusions are transformed into stable AI-Mg oxides.

MgAlO, layer

MgO MgO
crucible Alloy pool crucible

[Al]

[Mg]
Inclusions
(Al-Mg oxide,
Al-Ti—-Mg oxide)

Al,O4(incl) + 3[Mg] = 3MgO(incl) + 2[Al]
Ti,04(incl) + 3[Mg] = 3MgO(incl) + 2[Ti]
ALO4(s) + MgO(s) = MgALO,(s)

(c) Stage 2

Fig. 11. Schematic illustration of the superalloy—MgO crucible reaction mechanism during VIM.

3MgO (s) + 2 [Al] = ALO; (s) + 3 [Mg] (5)
ALO; (s) + MgO (s) = MgAL Oy (s) (6)
4AL0; (incl) + 3 [Mg] = 3MgO - AL, Os (incl) + 2[Al]  (7)
Ti,05 (incl) + 3[Mg] = 3MgO (incl) + 2 [Ti] ®)

where subscript “incl” is the abbreviation of inclusion. The
mechanism of the chemical reaction between the
MgO-spinel crucible and the superalloy is similar to that
between the MgO crucible and the superalloy. However, the
Mg contents in Heats MS1-MS4 are lower than those in
Heats M1-M4 for the same melting times. This is due to the
presence of spinel, which occupies a large proportion of the
inner wall of the crucible and therefore hinders the chemical
reaction between the Al of the alloy and the MgO of the cru-
cible. However, we observed no chemical reaction between
the Al,O; crucible and the superalloy, which suggests that Ti
does not react with the Al,O; crucible because no reaction
product forms at the interface.

In addition to the dissolution and chemical reactions,
physical erosion occurs between the crucible and the melt
[20]. In the VIM process, the electromagnetic stirring force
applied to the surface causes relative movement between the
melt and the crucible, which mechanically erodes the cru-

cible. With continuous stirring, crucible particles become de-
tached and disperse into the melt and a fresh crucible surface
is then exposed to further erosion. Some of these detached
crucible particles become dissolved in the melt, which con-
taminates the metal with oxygen. Others remain dispersed in
the melt and float to the top surface due to the density differ-
ence between the melt and the oxide particles. In the present
study, extensive detachment of Al,O; crucible particles oc-
curred in the melt because the inner surface had already be-
come rough at 5 min, as shown in Fig. 12. This is why the
oxygen content and number of inclusions increased after 30
min. However, the inner surface of the MgO crucible re-
mained smooth even at 60 min. This is because the newly
formed MgAl O, spinel layer can withstand erosion by high-
temperature superalloy melt even if its thickness is just 36
um at 60 min.

In summary, the dominant interaction between the Al,O;
crucible and the superalloy is physical erosion, whereas those
of the MgO and MgO-spinel crucibles and the superalloy are
the dissolution and chemical reactions. The MgO crucible is
preferential when VIM is used with the FGH4096 superalloy
because the MgAl,O, layer that forms prevents contact
between the MgO crucible and the superalloy and inhibits
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Fig. 12. SEM images of superalloy—crucible interfaces.

further erosion of the crucible.
4. Conclusions

In this paper, we described the results of our experimental
melting of FGH4096 superalloy in a VIM furnace using three
groups of crucibles and various melting times. Thermody-
namic analysis was performed to confirm and explain the
chemical reactions between the crucibles and the superalloy
melt. The principal findings can be summarized as follows:

(1) The use of an MgO crucible has a great effect on the
compositions of the superalloy and inclusions. The reaction
between an MgO crucible and superalloy has two stages. The
first stage is the reaction between the MgO of the crucible
and the Al of the molten alloy, the products of which are dis-
solved Mg and Al,O;, which adheres to the wall of the cru-
cible. As a result, the Mg content increases in the superalloy
as a function of melting time. In the second stage, the dis-
solved Mg in the molten alloy reacts with the Ti,O; and
AlLO; of the inclusions to produce MgO-containing oxide in-
clusions. The Al,O; adhered to the inner wall of the crucible
reacts with the MgO of the crucible to form a MgAl,O, spinel
layer. The Mg/O ratio of the alloy is high, as is the MgO con-
tent of the inclusions.

(2) Similar to the MgO crucible, the MgO-spinel crucible
reacts with the Al of the melt and the Mg content increases.
Al,O; and Al-Ti oxides are converted into Al-Mg oxides and
Al-Ti-Mg oxides, respectively. However, the Mg contents in
Heats MS1-MS4 were lower than those in Heats M1-M4 at
the same melting time. The MgO content of the inclusions
were observed to linearly increase with the Mg/O ratio.

(3) The Al,O; crucible was found to have almost no influ-
ence on the inclusions. The inclusions in Heats A1-A4 com-

prised ALO; plus a minor amount of Al-Ti oxides. The
chemical compositions of the inclusions did not change with
melting time.

(4) A relatively high Ti (3.8wt%) content in the superal-
loy melt did not react with the MgO, MgO-spinel, or Al,O;
crucibles.

(5) The MgO crucible exhibited a greater ability to resist
physical erosion by the superalloy melt than the ALO; cru-
cible.
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