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STRUCTURE AND PROPERTIES
OF MELT-SPUN Al-Zr-Ti ALLOYS
IV. MICROSTRUCTURE AND MICROHARDNESS
STABILITY AT ELEVATED TEMPERATURES

PREMYSL MALEK, MILOS JANECEK, BOHUMIL SMOLA

The influence of long term annealing at temperatures up to 773 K on microhardness
and the microstructure of several melt spun Al-Zr-Ti alloys was studied. The microhard-
ness stability depends on the content of Zr and Ti in these alloys. The best results were
obtained in the Al-Als(Zrg 5Tio.5) alloy where microhardness increases during annealing
at 600 K with time up to 500 hours. The peak microhardness corresponds to the mi-
crostructure containing very small particles of the metastable L1y Als(Zr,Tii—.) phase
formed by discontinuous precipitation. Over-aging occurring for longer annealing times
at temperatures T > 650 K is caused by the formation of much coarser particles of the
stable Al3(Zr;Tii—.) phase. The difference between the decomposition behaviour of su-
persaturated Zr-rich and Ti-rich Al-Zr-Ti alloys may be explained as a result of extremely
different diffusion rates of Zr and Ti in Al at temperatures close to 600 K.

Key words: Al-based alloys for elevated temperatures, rapid solidification, microstruc-
ture, transmission electron microscopy, microhardness, elevated temper-
ature stability

STRUKTURA A VLASTNOSTI SLITIN Al-Zr-Ti
PRIPRAVENYCH METODOU ,MELT SPINNING*
IV. STABILITA MIKROSTRUKTURY A MIKROTVRDOSTI
U ZVYSENYCH TEPLOT

V préci byl studovan vliv dlouhodobého zihani u teplot az do 773 K na mikrostruk-
turu a mikrotvrdost slitin Al-Zr-Ti pfipravenych metodou melt spinning. Stabilita mikro-
tvrdosti z4visi na obsahu Zr a Ti v téchto slitindch. Nejlepsi vysledky byly dosazeny u
slitiny Al-Als(Zro,5Tio,5), jejiz mikrotvrdost dokonce roste béhem Zzihani po dobu az 500
hodin u teploty 600 K. Maximélni mikrotvrdost odpovida mikrostruktufe obsahujici velmi
jemné ¢astice metastabilni L1, Als(ZryTii—.) faze precipitujici diskontinudlné. Piestar-
nuti pozorované pro delsi doby zihani u teplot T > 650 K je disledkem tvorby mno-
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hem hrubgich ¢astic stabilni faze Al3(ZryTii_,). Rozdily v rozpadu pfesycenych slitin
bohatych na Zr, resp. bohatych na Ti mohou byt vysvétleny jako disledek extrémné
odli$nych rychlosti difuze Zr a Ti atomt v Al u teplot kolem 600 K.

1. Introduction

New aluminium-based alloys are developed for elevated temperature applica-
tions. Their improved microstructure and strength stability at elevated temper-
atures is achieved by preventing the dissolution and coarsening of strengthening
dispersion particles or precipitates. Many recent investigations have revealed that
the Al-Zr system may be a good basis for the development of such alloys if they are
prepared using rapid solidification techniques (e.g. [1-5]). Particles of the AlsZr
phase which are formed either during solidification or during the decomposition
of the supersaturated rapidly solidified material contribute to the strengthening.
These particles resist well to dissolution at elevated temperatures due to a slight
temperature dependence of the solid solubility of Zr in Al [6] and, therefore, their
volume fraction remains high up to the melting point. The stability of their small
size is then the main problem which is involved.

Previous experiments revealed [4, 7-9] that a partial substitution of Zr atoms
by ternary elements (e.g. V, Ti or Hf) may modify the lattice parameters of the
Al3Zr-based phase and reduce its lattice mismatch to the Al matrix. The Al-Zr-
-Ti system was chosen for our experiments. Chemically homogeneous, fine grained
samples of these alloys were prepared using the melt spinning method [10]. Both
the microstructure and the phase composition are influenced by the substitution
of Ti for Zr atoms [11]. The Zr-rich alloys are not single phase materials and the
metastable Alz(Zr,Ti;_,) phase with the cubic L1, structure was found in the as
melt-spun state. Very fine particles of this phase are usually arranged into fans.
The measurement of the lattice parameter of this phase confirmed unambiguously
that Ti atoms replaced the Zr ones in the lattice of this phase and the lattice misfit
decreased to zero for the stoichiometric parameter close to 0.75. The tendency
to the formation of fans of fine particles decreases in the Ti-rich alloys where
individual coarse particles (containing probably Fe) prevail [11]. Microhardness
values measured in the as-melt-spun Al-Zr-Ti alloys exhibit a significant scatter.
Much higher values obtained in the Zr-rich alloys suggest that the Als(Zr,Ti; ;)
phase particles are the most important obstacles contributing to a high strength.

The coarsening of strengthening particles is generally believed to be the main
process controlling the strength at elevated temperatures. However, our inves-
tigation of the decomposition of Al-Zr-Ti alloys revealed that the metastable L1,y
Al3(Zr,Ti;—,) phase is gradually replaced by the stable modification of the
Al3(Zr,Ti;—,) phase (DO23 and DQOss structure in the Zr-rich and in the Ti-rich
alloys, respectively) at elevated temperatures. The transition temperature is in-
fluenced by the Ti-content. As the lattice mismatch of both stable modifications
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is significantly higher in comparison with the metastable modification [6, 12-14],
much coarser particle size of the stable Al3(Zr,Ti;_,) phase may be expected.
Consequently, a strength drop may be expected at such annealing conditions when
the stable modification of the Al3(Zr;Ti;—,) phase is formed. In order to verify
this idea, the Al-Zr-Ti alloys were annealed, their microhardness was measured and
compared with the results of the microstructure investigation.

2. Material and procedure

The thin Al-Zr-Ti ribbons were prepared using the melt spinning method
(for details see [10]). The nominal chemical compositions, which should corre-
spond at room temperature to the equilibrium phase composition of Al-5 vol.%
Als(Zr,Ti;_,) with stoichiometric parameters z = 1, 0.75, 0.5, 0.25, and 0 (Ta-
ble 1), were chosen. The actual chemical compositions were found close to the
nominal values [10].

Table 1. Nominal chemical composition of the Al-Alz(Zr,Tii—.) alloys in wt.%

T 1 0.75 0.5 0.25 0
Zr 4.1 3.1 2.1 1.0 ~
Ti = 0.55 1:1 1.65 2.2

The as-melt-spun Al-Zr-Ti ribbons were annealed under argon protective at-
mosphere for various times up to 500 hours at temperatures up to 773 K. The
annealed samples were mounted into special holders, fixed and polished mechani-
cally. The Knoop microhardness HK was measured on the polished longitudinal
sections of ribbons at room temperature with the load of 10 g and the dwell time
of 15 s. The indents were applied close to the centre of the ribbon. At least 15
measurements were carried out on each sample.

The internal microstructure of annealed samples was studied using the trans-
mission electron microscopy. The ribbons were thinned electrolytically in the
66%HNO3-33%CH30OH solution. The observations were carried out in an elec-
tron microscope JEOL 2000 FX at 200 kV. Electron diffraction experiments were
performed in order to identify the structure of particles.

3. Experimental results

Electrical resistance measurements revealed that the metastable as-melt-spun
ribbons of all Zr-containing Al-Zr-Ti alloys decomposed at elevated temperatures
in two stages. In the binary Al-Zr alloy the first stage started at about 550 K and
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Fig. 1. Isochronal annealing curves of microhardness for different Al-Zr-Ti alloys.

the second stage at about 670 K. Both stages were shifted to higher temperatures if
Zr atoms were partially replaced by Ti ones [15]. The isochronal annealing curves
of microhardness for the annealing time of 1 hour (Fig. 1) show a good correlation
with the above-mentioned temperature dependence of electrical resistance. An in-
crease in H K was found between about 500 and 650 K in all Zr-rich Al-Zr-Ti alloys
(z > 0.5), i.e. at the temperature where the first stage of decomposition occurs.
The expected shift of the H K increase to higher temperatures with decreasing sto-
ichiometric parameter z was not observed in the Zr-rich alloys, especially because
of a large scatter of HK values (up to 20%) obtained at temperatures below 550
K. This large scatter reflects the fact that individual samples are partially decom-
posed already in the as-melt-spun state and the degree of this decomposition is not
homogeneous even within each sample. A sharp drop in microhardness starts at
temperatures slightly below 700 K in all Zr-rich Al-Zr-Ti alloys. This temperature
corresponds well with the onset of the second stage of decomposition. A distinct
shift of the microhardness maximum to higher temperatures was found in the Ti-
rich Al-Zr-Ti alloy (z = 0.25). The maximum value of HK is, however, much lower
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Fig. 2. Isothermal annealing curves of microhardness for different Al-Zr-Ti alloys:
a) T =600 K, b) T=650 K, c) T =700 K.

than in the Zr-rich Al-Zr-Ti alloys. No strengthening effect was observed in the
binary Al-Ti alloy.

In order to obtain information on the long term stability, the isothermal an-
nealing curves of microhardness were measured at all Al-Zr-Ti alloys in the tem-
perature range between 600 and 700 K (Fig. 2). As the values obtained at the alloy
with z = 0.75 are very close to those measured at the alloy with z = 0.5, only the
latter values are plotted in Fig. 2. Several important conclusions may be drawn
from this experiment.

— The binary Al-Zr alloy does not retain its high microhardness even during
annealing at the lowest temperature of 600 K and a decrease in HK starts after
about 10 hours of annealing. The increase in the annealing temperature accelerates
the softening process.

— The Zr-rich Al-Zr-Ti alloy with £ = 0.5 is much more stable than the binary
Al-Zr alloy. The maximum of microhardness was not reached at 600 K for anneal-
ing times up to 500 hours. The strengthening effect was observed also at 650 K
for annealing times up to 10 hours. Despite of the softening occurring at longer
annealing times, the H K values remain higher than those in the Al-Zr alloy. The



166 KOVOVE MATERIALY, 38, 2000, & 3

annealing temperature of 700 K seems to be too high, and the alloy softens for
annealing times longer than 1 hour.

— The Ti-rich Al-Zr-Ti alloy with = 0.25 exhibits a similar stability as the
alloy with z = 0.5, however, the microhardness values are significantly lower than
those measured at the Zr-rich alloys.

— The binary Al-Ti alloy does not exhibit any strengthening and its micro-
hardness is deeply below values measured even in the alloy with = = 0.25.

Using the results of X-ray diffraction experiments the first stage of decompo-
sition of Zr-rich Al-Zr-Ti alloys was explained by the formation of the metastable
L1y Al3(Zr,Ti;—,) phase and the second stage by the formation of the stable DOsg3
Al3(Zr,Ti;_,) phase. An attempt was made to correlate the microhardness changes
directly with these phase composition changes. The pairs of annealing time ¢ and
temperature 7' which correspond to the maxima of isothermal annealing curves of
microhardness were plotted in Fig. 3a. At some temperatures the annealing times
corresponding to the microhardness maximum could not be exactly determined as
the maxima were located out of the range of annealing times used. In this case
either the minimum or the maximum annealing times used in our experiments were
plotted in Fig. 3a and marked by arrows directed either to the left or to the right.
The curves plotted in Fig. 3a divide the ¢ — T space into two regions — the re-
gion of strengthening below the curve and the region of softening above the curve.
Fig. 3a shows that a partial substitution of Ti for Zr shifts this border curve to
higher 7" or longer t and improves, thus, the elevated temperature stability of Al-
-Zr-Ti alloys. The curves plotted in Fig. 3b were constructed on the basis of X-ray
diffraction experiments [15] and divide the ¢t =T space into two regions — the region
where only L1s modification of the Als(Zr,Ti;_,) phase was detected (below the
curves) and the region where the stable modification of the Als(Zr,Ti;_,) phase
was also present (above the curves), respectively. The comparison of Figs. 3a and
3b shows that the softening of Zr-rich Al-Zr-Ti alloys is probably connected with
the formation of the stable Als(Zr,Ti;_,) phase.

The strength of particle strengthened alloys increases generally with increasing
volume fraction of particles and decreases with increasing particle size. Both these
structural parameters may be investigated using TEM experiments. The results
of other experimental methods reported previously [10, 11, 15] suggest that the
Al-Zr-Ti alloys may be divided into two groups — the Zr-rich alloys (z > 0.5) and
the Ti-rich alloys (z < 0.25). The properties of alloys which belong to individual
groups are very similar. The TEM investigation confirms this division.

The presence of particles of the metastable Al3(Zr,Ti;_,) phase already in
the as-melt-spun state is a typical structural feature of the Zr-rich Al-Zr-Ti alloys.
These particles appear either in a fan-shaped morphology or as slightly coarser
individual particles [11]. Fig. 4 shows the presence of such fans in nearly all grains
of the binary Al-Zr alloy annealed to the peak microhardness (T' = 600 K, ¢t = 10
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Fig. 4. Microstructure of the peak-aged bi- Fig. 5. Microstructure of the peak-aged
nary Al-Zr alloy, T = 600 K, ¢t = 10 hours. Zr-rich Al-Zr-Ti alloy (z = 0.5), T = 600
K, t = 500 hours.

hours). The same microstructure was observed also in the peak annealed Al-Zr-Ti
alloy with z = 0.5 (Fig. 5). The fans consist of very small particles (diameter below
10 nm) which were identified using the electron diffraction analysis as coherent
particles of the metastable Als(Zr,Ti;_,) phase with the L1, structure in the
“cube to cube” orientation relationship to the matrix. Individual slightly coarser
incoherent particles of the same phase may be also found between the fan arms.
The increase in the annealing temperature to 650 K results at long annealing times
in the coarsening and partial dissolution of fans, especially in the vicinity of grain
boundaries, and also in the coarsening of the individual particles of the metastable
Als3(Zr;Ti;_;) phase (Fig. 6). The formation of coarse particles with the size of
about 100 nm was observed during long term annealing at 650 K. These particles
were identified as the stable Als(Zr,Ti;_,) phase with the DOy3 structure. The
number of these coarse particles increased significantly in the sample of the Al-Zr-
-Ti alloy with z = 0.5 annealed at 700 K (Fig. 7). On the other hand, the fans
of particles of the metastable Als(Zr,Ti;_,) phase survive only in a very limited
number of grains.

It was reported previously [10] that the microstructure of the Ti-rich Al-Zr-Ti
alloys is different already in the as-melt-spun state. They contain predominantly
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Fig. 6. Microstructure of the slightly over- Fig. 7. Microstructure of the severely over-
aged Zr-rich Al-Zr-Ti alloy (x =0.5), T =  aged Zr-rich Al-Zr-Ti alloy (z =0.5), T =
650 K, ¢ = 500 hours. 700 K, t = 500 hours.

individual particles and the fan shaped arrangement of particles was observed only
in a very limited number of grains of the alloy with = 0.25. The Ti-rich Al-Zr-Ti
alloys exhibit also a different structure evolution during annealing. The annealing
of the Al-Zr-Ti alloy with £ = 0.25 to the peak microhardness results in the pre-
cipitation of numerous small individual particles of the metastable Als(Zr;Ti;_;)
phase. These particles are concentrated especially at the grain centres, and pre-
cipitate free zones are formed along grain boundaries (Fig. 8a). The fan shaped
morphology was observed only in a limited number of grains even at the peak mi-
crohardness conditions (Fig. 8b). The structure of the Al-Zr-Ti alloy with z = 0.25
annealed for a long time at 700 K reveals further concentration of small particles
near the grain centres and the dissolution of particle fans (Fig. 9a). Numerous
coarse particles with the size exceeding 100 nm were found both at grain bound-
aries and in grain interiors (Fig. 9b). The electron diffraction analysis failed to
determine the crystallographic structure of these particles. The presence of Fe and
Si in many of these particles proved by means of EDX analysis suggests that these
particles are formed by complex phases. A similar microstructure was found also
in the binary Al-Ti alloy annealed at 700 K (Fig. 10).
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Fig. 8. Microstructure of the peak-aged Ti-rich Al-Zr-Ti alloy (z = 0.25), T = 600 K,
t = 100 hours: a) continuous precipitation, b) discontinuous precipitation.
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Fig. 9. Microstructure of the over-aged Ti-rich Al-Zr-Ti alloy (z = 0.25), T = 700 K:
a) t = 100 hours, dark field, b) ¢ = 500 hours.
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4. Discussion

Microhardness measurement is the only experimental method which may
be used to characterise the strength of very thin melt-spun ribbons. Knoop
microhardness values found in the Al-
-Zr-Ti alloys studied range from about
40 to 150 and reflect the phase com-
position of individual samples. The
phase composition inhomogeneity even
within individual samples is proba-
bly the reason for the significant scat-
ter in HK values (up to 20%), espe-
cially in the Zr-rich Al-Zr-Ti alloys an-
nealed at temperatures below about 573
K.

All the Zr-containing materials
studied exhibit age-hardening response
if annealed at temperatures between
about 573 and 673 K. This behaviour
is a consequence of the decomposi-
tion of the supersaturated matrix which
was previously revealed, especially us-
ing electrical resistance measurements
and X-ray diffraction analysis [15]. The
rate of this age-hardening depends sig-
nificantly on the chemical composition and decreases generally with decreasing Zr
content. This effect is well documented in Fig. 3a which shows that the maximum
of microhardness is shifted to higher annealing temperatures and longer annealing
times in the Al-Al3(Zrg 5Tio5) alloy in comparison with the Al-AlsZr alloy. This
shift agrees well with the results of electrical resistance measurements and X-ray
diffraction analysis [15]. The maximum microhardness is observed at such anneal-
ing conditions when the maximum density of fans consisting of small particles of
the metastable L1, modification of the Als3(Zr,Ti;_,) phase is achieved.

Over-ageing occurring beyond the microhardness peak was observed in all Zr-
-containing alloys studied. The onset of this process depends on the Zr content.
The comparison with the results of X-ray diffraction analysis [15] and TEM investi-
gations shows that over-ageing occurs at such annealing conditions when the stable
modification of the Alz(Zr,Ti;_,) phase starts to form and to replace gradually
the metastable one. Much larger size of the stable Als(Zr,Ti;_,) particles is the
main reason for the microhardness decrease.

Fig. 10. Microstructure of the annealed Al-
Ti alloy, T'= 700 K, ¢t = 100 hours.






