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Abstract

Two-phase Cr(X)-Cr,X (X=Nb, Ta) in-situ composites are of interest for high-temperature applications due to their high melt-
ing points and potential for high-temperature strength. A six cycle, 120 h, 1100°C cyclic oxidation screening test was used to eval-
uate potential for high-temperature oxidation resistance of several Cr(X)-Cr,X in-situ composites. Alloys based on the Cr-Ta
system near the Cr(Ta)-Cr,Ta eutectic exhibited superior oxidation resistance compared to corresponding alloys based on the Cr—
Nb system. The binary Cr—Ta alloys were also found to exhibit a moderate degree of room-temperature fracture toughness, in the
range of 9-10 MPa,/m. It was concluded that the Cr(Ta)-Cr,Ta alloys are a promising base for future high-temperature inter-
metallic alloy development efforts. © 2000 Elsevier Science Ltd. All rights reserved.
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1. Introduction

Intermetallic alloys based on Cr,X (X=Nb, Ta, Zr,
Hf, etc.) type Laves phases are candidate materials for
high-temperature (>900°C) applications due to their
high melting points and potential for high-temperature
strength [1,2]. However, they are also extremely brittle
at ambient temperatures [1,2]. One potential solution to
the brittleness problem is an in-situ composite com-
posed of a ductile matrix phase to provide toughness,
reinforced by the Cr, X Laves phase for high-temperature
strength. Such an approach has been successfully
demonstrated in low to intermediate temperature
(below 600-800°C) alloy development efforts for ferritic
steels reinforced by the Fe,Ta Laves phase [3] and Cu
reinforced by the Cr,Nb Laves phase [4].

For high-temperature alloy development two general
approaches to Laves phase containing in-situ compo-
sites have been taken: (1) a Nb (Cr) solid solution based
matrix [5-10] and (2) a Cr(X) solid solution based
matrix [11-17]. Eutectic reactions exist for the Nb(Cr)
and Cr,Nb Laves phases as well as for many Cr(X) and
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Cr,X phases. The existence of a eutectic reaction is
advantageous because it provides great opportunity for
the formation of a wide variety of microstructures
through proper control of processing conditions [16].
Ambient fracture toughness in the range of 20
MPa,/m has been achieved for Ti-modified Nb(Cr)-
Cr,Nb in-situ composites [7]. However, although the
Nb(Cr,Ti) matrix phase is ductile, it is not oxidation
resistant and, further, is likely susceptible to oxygen
embrittlement during elevated temperature exposure in
air [18]. It is not clear if the environmental durability of
this class of materials can be sufficiently improved for
use in long-term, high-temperature structural applications.
The rationale behind the selection of a Cr(X) matrix is
its potential for improved oxidation resistance due to
the formation of a protective Cr,Oj3 scale. The drawback
is that although Cr can exhibit appreciable ambient
ductility under limited circumstances, under most con-
ditions it is quite brittle at ambient temperatures [19].
Further, Cr can be extensively embrittled by nitrogen
during elevated temperature exposure in air [19]
although that embrittlement can be limited by additions
(e.g. reactive element based dispersions such as Y,0j3)
which improve the adherence and overall protectiveness of
the Cr,O;3 scale [20]. Complete environmental protection
from Cr,O5 scales (no coating needed) is generally limited
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to below about 1000-1100°C (lower in the presence of
high flow rates and/or water vapor) due to oxide vola-
tility (e.g. [21]). Despite these limitations, Cr(X)-Cr, X
based in-situ composites offer the possibility for a con-
siderable degree of high-temperature oxidation and
embrittlement resistance. The purpose of the present work
is to present the results of initial studies of the high-
temperature oxidation and room-temperature fracture
toughness (two key properties from an alloy develop-
ment standpoint) of some Cr(X)-Cr,X based alloys
(X=Nb, Ta) of interest for high-temperature structural
applications.

2. Experimental
2.1. Alloy preparation

Alloys based on the Cr(Nb)-Cr,Nb and Cr(Ta)-
Cr,Ta systems (Figs. 1 and 2) [22-24] were prepared by
arc melting and drop casting in a chilled copper mold.
High-purity Nb and Ta metal chips were used as charge
materials. Although the Cr source was commercial-purity
it was found to contain significant quantities of impu-
rities [7058 O, 112 N, 200 C, 350 S weight parts per
million (wppm)]. Select alloys were recast using high-
purity Cr from JMC (USA) which contained 170 O, 20
N, <100 C, < 10 S wppm. The Cr-Nb and Cr-Ta
castings were found to be within £+ 0.5 at.% of the
nominal Cr, Nb, Ta levels (as measured by inductively
coupled plasma spectroscopy and/or electron probe
microanalysis). Alloys cast from the commercial-purity
Cr typically contained 20004000 O, 40-60 N, 100 C,
100-200 S wppm while alloys cast from the high-purity Cr
typically contained 100-300 O, <10 N, <100 C, <10 S
wppm (as determined by gas fusion).

There was no significant effect of impurity level detected
on the oxidation behavior or the room-temperature frac-
ture toughness of the Cr—Ta alloys under the conditions
studied. However, a beneficial effect of a high level of
impurities was observed for the oxidation of some Cr—Nb
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Fig. 1. Schematic Cr—Nb phase diagram based on [22].

alloys, with reduced nitrogen penetration ahead of the
oxide scale when Cr,Nb-based Cr(Nb)-Cr,Nb alloys
made from the commercial-purity Cr were exposed in
filtered compressed dry air. This effect was not evident
in humid laboratory air, with no significant differences
in oxidation behavior observed between Cr—Nb alloys
cast with commercial-purity and high-purity Cr. [The
role of the impurities during oxidation of Cr(Nb)-
Cr,Nb and Cr(Ta)-Cr,Ta alloys is currently under
investigation.] Unless otherwise noted, the oxidation
data are from alloys made with the commercial-purity
Cr and the room-temperature fracture toughness data
are from alloys made with the high-purity Cr.

2.2. High-temperature oxidation

Disk shaped oxidation specimens of approximately
813 mm in diameter and 1 mm in thickness were
polished to a 600-grit finish using SiC paper. Short term
cyclic oxidation screening tests were performed at
1100°C in a tube furnace open to humid, laboratory air.
The samples were placed face down together in a cov-
ered alumina crucible (40 mm diameter) and inserted/
removed from the furnace at temperature (air cooling)
and weighed after intervals of 1, 4, 10, 30, 48, and 120 h
of cumulative exposure. As expected for this tempera-
ture, there was some chromia volatility as evidenced by
green stains on the underside of the alumina crucible lid.
However, volatility-related weight loss did not appear
to be significant compared to oxidative weight gains
under the conditions studied.

Oxidized coupons were characterized by X-ray dif-
fraction (XRD), optical microscopy, secondary mode
scanning electron microscopy (SEM), and electron
probe microanalysis (EPMA) using pure element stan-
dards for Cr, Nb, and Ta; a BN standard for N; and an
Al,O3 standard for O. Room-temperature Vickers
microhardness measurements (100 g, 15 s) were used on
polished cross-sections to qualitatively evaluate the
hardening associated with nitrogen penetration into the
alloy ahead of the alloy—scale interface.
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Fig. 2. Schematic Cr—Ta phase diagram based on [23,24].
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2.3. Room-temperature fracture toughness

Subsized chevron-notched three-point bend samples
approximately 3x4x(20-25) mm were used to evaluate
fracture toughness at room-temperature. The cross-
head speed was 10 pum/s. A modulus of 250 GPa was
estimated for the Cr(Ta)-Cr,Ta based alloys. Details of
this technique are provided in [25].

3. Results
3.1. Oxidation

The 1100°C cyclic oxidation screening data for two
as-cast Cr(X)-Cr,X alloys, Cr—10Nb and Cr—10Ta (all
compositions in atomic percent) are shown in Fig. 3.
For comparative purposes, data for as-cast pure Cr, Cr—
9.5Ta cast from high-purity Cr (prior 1300°C, 24 h heat
treatment), and Cr—18.5Nb cast from commercial-pur-
ity and high-purity Cr (prior 1300°C, 24 h heat treat-
ment) are also shown. Data for Cr—18.5Nb, the
Cr(Nb)-Cr,Nb eutectic composition [22], are shown
because Cr—10Ta effectively coincides with the Cr(Ta)—
Cr,Ta eutectic [23] [see Section 3.2 for further details on
the Cr(Ta)-Cr,Ta eutectic]. No significant effect of
impurity level under the short term cyclic, humid air
exposure conditions presented in Fig. 3 was detected for
either the Cr-Nb or Cr-Ta alloys. All of the Cr-Nb
alloys and the pure Cr suffered extensive scale spalla-
tion, with the Cr sample showing complete scale loss at
the conclusion of the test. The Cr-Ta alloys showed no
evidence of scale spallation and low weight gains (relative
to other Laves phase alloys).

SEM cross-section micrographs of the pure Cr, Cr—
10Nb, and Cr-10Ta coupons from the six cycle, 120 h
1100°C cyclic screening test of Fig. 3 are shown in Figs.
4-8. A hardened and embrittled zone ranging from 30
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40 *Cr-18.5Nb
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Fig. 3. Cyclic oxidation at 1100°C in humid “laboratory” air. At each
data point the sample was air cooled, weighed, and returned to the
furnace at temperature (*,sample cast with high-purity Cr).

to 50 um deep was present in the near surface regions of
the pure Cr sample (Fig. 4). EPMA analysis of similar
samples revealed that this hardening was associated
with Cr—nitride formation of a stoichiometry corre-
sponding to the Cr,N phase (identification based solely
on EPMA).

Nearly all of the Cr—10Nb alloy coupon was con-
verted to a complex mixture of Cr—, Nb—, and Cr+ Nb-—
oxides (Fig. 5a). Examination of shorter term exposed
Cr—Nb alloys suggested that a continuous outer Cr,O;
layer was initially formed on Cr—10Nb but subsequently
spalled off during the course of the screening test.
Extensive nitride-based subscale formation was evident
(Fig. 5b).

The microstructure of Cr—10Nb consisted of primary
Cr(Nb) solid solution phase regions containing fine
CroNb phase precipitates surrounded by an inter-
connected network of the Cr,Nb Laves phase contain-
ing a small volume fraction of the Cr(Nb) phase. The
subscale mimicked this microstructure, with the Cr,Nb
Laves phase and the Cr(Nb) phase nitriding indepen-
dently. EPMA analysis revealed two—distinct layers of
subscale formation in Cr—10NbD (regions A and B in Fig.
5b). In the first layer (region A), both the Cr(Nb) and
Laves phases were nitrided. Vicker’s microhardness
measurements showed that this nitridation resulted in
extensive hardening ( 1700 VHN) and embrittlement of
the Cr(Nb) phase to a depth of approximately 80—100
pum (Fig. 6), more than double that observed in the pure
Cr sample shown in Fig. 4. In the second layer (region
B), only the Laves phase was nitrided. The Cr(Nb)

Fig. 4. SEM (secondary electron) cross-section micrograph of pure Cr
after the six cycle, 120 h, 1100°C humid air exposure from Fig. 3. The
Cr,03 scale completely spalled. Subscale nitridation and embrittle-
ment are evident. The Vicker’s microhardness indents and the corre-
sponding values are marked by the arrows. (The dark particles
throughout the microstructure are oxide impurity inclusions.)
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phase remained metallic. Region B was relatively soft
with a composite hardness of ~ 550 VHN. The depth of
selective nitridation of the Cr,Nb Laves phase was not
quantitatively determined. It likely extended throughout

by
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Fig. 5. EPMA data (rounded to nearest 1 at.%) and SEM (secondary
electron) cross-section micrographs of Cr—10Nb after the six cycle, 120
h, 1100°C humid air exposure from Fig. 3: (a) overview, (b) scale/
subscale interface region.

the entire sample depth due to overlap of the reaction
front from the opposite coupon face, i.e. nearly all of
the coupon cross-section was oxidized/nitrided (Fig.
5a). (The microstructure of oxidized Cr—18.5Nb was
qualitatively similar to that observed for Cr—10Nb.)

A continuous, adherent outer Cr,O; layer approxi-
mately 15-20 pm thick was formed on Cr-10Ta after
the 6 cycle, 120 h 1100°C screening test (Figs. 7 and 8).
Underlying the Cr,O; layer was an inner oxide-based
layer of similar thickness (region A in Fig. 7) which
consisted of a predominately oxide phase of a composi-
tional stoichiometry corresponding to CrTaQOy (light phase)
and a nitride phase of a stoichiometry corresponding to
Cr,N (dark phase). (Phase identification based solely on
EPMA data). As with Cr-10Nb, a subscale which
mimicked the underlying alloy microstructure was also
formed (region B in Fig. 7). It contained a nitride phase
derived from selective attack of the Cr,Ta phase, while
the Cr(Ta) phase in this region remained metallic. The
depth of selective nitridation of the Cr,Ta Laves phase
in region extended approximately 100 pm beyond the
region A/B interface. Vickers microhardness measure-
ments showed no evidence of hardening in region B,
which is consistent with the EPMA measurements
which showed that the Cr(Ta) matrix in this region was
not nitrided (Figs. 7 and 8).

The presence of a small quantity of nitrogen in the
CrTaOy4 phase in region A suggests that it formed from
the oxidation of the nitrided Cr,Ta phase in region B
(Fig. 7). Similar nitrogen containing oxide phases were
observed in the external scale in Cr—10Nb near the
external scale/region A interface (Fig. 5b). Qualitatively,

Fig. 6. SEM (secondary electron) cross-section micrograph of the
scale/subscale interface in oxidized Cr—10Nb from Fig. 5b showing
subscale embrittlement. The Vicker’s microhardness indents and the
corresponding values are marked by the arrows.
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Fig. 7. EPMA data (rounded to nearest 1 at.%) and SEM (secondary
electron) cross-section micrograph of Cr—10Ta after the six cycle, 120
h, 1100°C humid air exposure from Fig. 3. Note that the bright layer
at the outer edge of the Cr,0; scale is an artifact.

there appeared to be a higher percentage of the CrTaO,
phase in region A than what would be predicted from a
direct 1:1 conversion from the nitrided Cr,Ta Laves
phase from region B (which matched the volume frac-
tion of the Laves phase in the bulk alloy). This suggests
an initial period of selective Cr consumption to form the
outer Cr,O; layer, which resulted in a local increase in
the relative volume fraction of the Cr,Ta Laves phase at
the expense of the Cr(Ta) phase. Some porosity was also
evident in layer A, which is consistent with preferential
outward diffusion of Cr. However, at least some of this
porosity possibly resulted from pullout during metallo-
graphic preparation.

3.2. Room-temperature fracture toughness

Based on the promising oxidation behavior of Cr—10Ta
(and the poor behavior of Cr—10Nb and Cr—18.5Nb) only
binary Cr-Ta alloys were evaluated for room-temperature
fracture toughness. The Cr(Ta)-Cr,Ta ecutectic was
found to occur between approximately 9.5 and 10 at.%
Ta (Fig. 9) [23], which is at a lower Ta level than the
currently accepted Cr-Ta phase diagram which shows
this eutectic composition at approximately 13 at.% Ta
[24]. Three alloys were selected based on the Cr—(9.5—
10Ta) eutectic location: hypoeutectic Cr—8Ta, approx-
imate eutectic Cr-9.8Ta, hypereutectic Cr—11Ta. The

Fig. 8. SEM (secondary electron) cross-section micrograph of oxi-
dized Cr-10Ta from Fig. 7 showing resistance to subscale embrittle-
ment. The Vicker’s microhardness indents and the corresponding
values are marked by the arrows.

Fig. 9. Optical light micrograph of as-cast Cr-9.7Ta showing a nearly
100% eutectic microstructure.

alloys were cast from the high-purity Cr and then heat-
treated at 1000°C for 24 h (furnace cool).

The fracture toughness values ranged between
approximately 9-10 MPa,/m and were independent of
composition in this range (Table 1). For comparative
purposes, several samples of Cr-9.7 Ta were cast from
the commercial-purity Cr and heat-treated at 1000°C
for 24 h as before. One sample broke during loading, a
second failed outside of the notched region and yielded
a fracture toughness value of 5.1 MPa,/m, the third
sample broke at the notched region and yielded a fracture
toughness value of 9.1 MPa,/m, a similar value to that
measured in the Cr—Ta alloys cast from the high-purity
Cr. The high level of impurities associated with the
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Table 1

Chevron-notched fracture toughness at room temperature

Alloy Fracture toughness (MPa,/m)
Cr-8Ta 9.4,9.5,10.5

Cr-9.8Ta 8.9,9.0

Cr-11Ta 9.6, 9.8

commercial-purity Cr therefore appears to have little
inherent detrimental effect on room-temperature fracture
toughness, with the possible exception of impurity-
based inclusions (e.g. oxide particles) acting as local
flaws.

The fracture surface morphology was found to mimic
the underlying alloy microstructures. Brittle cleavage
fracture was observed in the primary Cr(Ta) regions in
Cr—8Ta (Fig. 10a) and in the primary Cr,Ta regions in
Cr-11Ta (Fig. 10b). The lamellar Cr(Ta)-Cr,Ta eutectic
regions in all three alloys showed a relatively flat fracture
surface, indicating strong bonding between the Cr(Ta)
and Laves phases.

J #
S e Cr(Ta)/Cr,Ta
) Eutectic

Cr,Ta

Cr(Ta)/Cr,Ta
Eutectic

(b)

Fig. 10. SEM (secondary electron) fractographs of select chevron-
notched fracture toughness samples from Table 1: (a) Cr—8Ta, (b) Cr—
11Ta.

4. Discussion

The Cr-10Ta alloy exhibited oxidation resistance
superior to Cr—10Nb, Cr—18.5Nb, and pure Cr in the
simple six cycle, 120 h 1100°C air cyclic oxidation
screening test used in this study. The poor behavior of
the pure Cr is not surprising as it is well established that
during high-temperature oxidation in air pure Cr forms
a highly buckled, poorly adherent Cr,Os scale [26].
However, given the general similarities of Nb and Ta, it
is surprising that the oxidation resistance of Cr—10Nb
was significantly worse than that of Cr—10Ta.

The scale and subscale features formed on Cr—10Nb
were qualitatively similar to those formed on Cr—10Ta,
despite the great difference in the extent of attack. The
major difference is that the scale formed on Cr—10Ta
appears to be much less permeable to nitrogen than the
scale formed on Cr—10Nb. The reasons for this are not
readily apparent and are the subject of ongoing work.
However, preliminary oxidation studies of single phase
Cr(X) and Cr,X alloys suggest that the Cr(Ta) phase is
more nitridation resistant than the Cr(Nb) phase, pos-
sibly because the lower solubility of Ta in Cr than Nb
(= 0.6 vs 1.5 at.% in the 1100-1300°C range) may lead
to the formation of a more protective Cr,Oj3 scale [27].
The Cr,X Laves phase is also much less oxidation-
resistant than the Cr(X) phase, and the Cr(Ta)-Cr,Ta
eutectic contains much less Cr,X phase than the
Cr(Nb)—Cr,Nb eutectic (compare Figs. 1 and 2) [27].

A key finding of this work was that the Cr,X Laves
phase in both alloys was nitrided to a much greater
depth than the Cr(X) phase. This was a contributing
factor to the relative lack of nitrogen embrittlement of
the Cr(Ta) phase in Cr—10Ta (Figs. 7 and 8). The Cr,Ta
Laves phase acted as a sink for nitrogen and effectively
gettered the relatively small (compared to pure Cr and
Cr—10Nb) flux of nitrogen that passed through the
scale. Because it is already quite brittle, nitridation of
the Laves phase is unlikely to significantly degrade the
toughness of the alloy. However, as evidenced by the
extensive embrittlement in Cr-10Nb, if the scale
becomes highly permeable to nitrogen the beneficial
gettering effect of the Laves phase can be overwhelmed.

The parabolic rate constant for Cr—10Ta derived from
the 120 h, 1100°C cyclic oxidation screening weight gain
data is estimated to be on the order of 2x10710 g2 cm—*
s~! (note that there was a strong linear component to
the data and that the r* values for the parabolic fit
typically ranged from 0.9 to 0.95). This rate is within 3
orders of magnitude of a “good” protective Al,Os-
forming alloy and 2 orders of magnitude of the best
reactive element doped Cr,Os-forming alloys [28].
However, it is important to point out that limited (in
progress) studies of long-term (up to 10x100 h cycles,
1000 total hours) exposures of reactive element (La or
Y) + Si micro-alloyed Cr-Ta alloys suggest that the rate
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Fig. 11. Cyclic oxidation at 1100°C in humid “laboratory” air. At
each data point the sample was air cooled, weighed, and returned to
the furnace at temperature. The Cr-8Ta-5Mo-3Si-0.5Ti-0.1La alloy
was cast using the high-purity Cr, HiPed at 1530°C, and then heat-
treated at 1000°C for 48 h.

of oxidation at 1100°C can be reduced up to an addi-
tional order of magnitude [29] (Fig. 11). Further, the
extent of nitrogen penetration in these alloys is less than
that observed in Cr-10Ta.

From a design standpoint, a minimum room-tem-
perature fracture toughness of at least 15-20 MPa,/m
and preferably greater than 20-25 MPa,/m is desired for
most structural applications. The binary Cr(Ta)-Cr,Ta
alloys are roughly halfway to this point. Fractography of
the room-temperature chevron-notched fracture toughness
samples (Fig. 10) revealed little debonding between the
Cr(Ta) and Cr,Ta phases in the lamellar eutectic regions
of the microstructure. This suggests alloying to weaken
the Cr(Ta)/Cr,Ta interface as one approach to improve
fracture toughness. Given that, at room temperature,
the primary Cr(Ta) regions exhibited brittle cleavage
fracture, alloying additions aimed at increasing the
ambient ductility of Cr would also improve fracture
toughness. Efforts devoted to both approaches are cur-
rently underway [29].

5. Summary

The preliminary results of this study suggest that in-situ
composites based on the Cr(Ta)-Cr,Ta eutectic are
attractive for development as a potential high-temperature
alloy due to a promising combination of a moderate
degree of high-temperature oxidation and embrittlement
resistance and room-temperature fracture toughness.
Specifically:

1. A Cr(Ta)-Cr,Ta in-situ composite alloy, Cr—10Ta,
exhibited a parabolic rate constant on the order of
2x10719 g2 cm~* s~ ! in a six cycle, 120 h, 1100°C
cyclic oxidation screening in humid air. Under the
same conditions, comparable Cr(Nb)-Cr,Nb

based alloys suffered from rapid oxidation and
extensive scale spallation. Selective nitridation of
the Cr,Ta Laves phase ahead of the alloy/scale
interface in Cr—10Ta limited the extent to which
the Cr(Ta) matrix phase was embrittled by nitrogen.

2. Binary Cr(Ta)-Cr,Ta in-situ composites in the
range of Cr—(8—11)Ta exhibited room-temperature
fracture toughness values in the range of 9-10
MPa,/m.
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