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Abstract. The radiation damage produced at 21 K by 2.5 MeV electrons, and the subsequent
recovery have been investigated forγ -TiAl intermetallic compounds (50–54.5 at.% Al) by
means of residual electrical resistivity measurements, with particular emphasis on the effects of
the composition and fluence. The resistivity damage rate was much higher for the alloys than
for a simultaneously irradiated nickel reference sample. Disordering contributes only a small
fraction (8–15%) to the resistivity damage. The analysis of the dominant defect contribution
led to Frenkel-pair resistivity values of≈60 µ� cm/%, larger than those for pure Al or Ti,
and nearly independent of the composition. The recovery of the damage was characterized by
two main stages. The temperature of the first one(≈81 K) is independent of the composition:
it was assigned to close-pair recombination, and to the migration and annihilation of self-
interstitials. The second main one (≈444 K, for the stoichiometric compound) has a temperature
which depends on the fluence and on the composition. It corresponds to the migration and
elimination of vacancies. An activation enthalpy of 1.55± 0.16 eV was estimated for this
stage for stoichiometric TiAl. Its shift to higher temperatures with increasing aluminium content
indicates a reduction in the vacancy mobility.

1. Introduction

TiAl-based intermetallic compounds are attractive candidates as regards high-temperature
applications in the aerospace and automobile industries. Some important high-temperature
characteristics of these materials, such as creep resistance and microstructural stability, are
related to the atomic mobility via vacancy diffusion. Therefore, it is essential to obtain data
on the diffusion characteristics and on the vacancy properties.

Diffusion in γ -TiAl has been considered in a number of publications. An activation
enthalpy ofQ = 3.02 eV for titanium self-diffusion was derived from measurements of the
diffusion of 44Ti in a Ti46Al 54 alloy, with a pre-exponential factorD0 = 1.53×10−4 m2 s−1

(Kroll et al 1992). It was concluded that diffusion inγ -TiAl occurred via a vacancy
mechanism like in fcc metals. Some interdiffusion experiments have been carried out
on single-phase Ti50Al 50/Ti46Al 54 couples (Sprengelet al 1996). These showed that the
temperature dependence of the interdiffusivity followed an Arrhenius law, with a pre-
exponential factorD0 = 2.8×10−4 m2 s−1 and an activation enthalpyQ = 3.06±0.10 eV.
Interdiffusion measurements performed on multi-phase couples (Hirano and Iijima 1984)
have yielded higher diffusivities and lower activation enthalpies.
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For the lattice vacancies, an effective vacancy formation enthalpy of 1.41±0.06 eV for
a γ -Ti48.5Al 51.5 alloy was deduced from high-temperature positron lifetime measurements
(Brossmannet al 1994) in the range 300–1400 K. This gives a thermal vacancy concentration
of 1.5 × 10−4 for γ -TiAl at the melting temperature (1726 K), a value similar to the
concentrations existing in pure metals.

Information on vacancy migration properties can be obtained from irradiation
experiments. Also, irradiation effects are important, since TiAl compounds have recently
been considered as potential nuclear materials (Moriet al 1992), due to their high creep
resistance and to their low neutron-induced radioactivity as compared to that of stainless
steels. However, the effects of irradiation onγ -TiAl have been little investigated, and very
limited data are available. Some results were obtained by positron lifetime measurements
on Ti51Al 49, Ti48Al 52, and Ti44Al 56 samples irradiated below 160 K with 10 MeV electrons
and at room temperature with 2 MeV protons (Shirai and Yamaguchi 1992). Two stages
in the variation of the positron lifetime were observed for electron- and proton-irradiated
samples: the first stage at 250 K was attributed to vacancy migration, and the second
between 400 and 800 K was assigned to the elimination of dislocation loops or collapsed
planar defects. Recently, vacancies in a Ti48.5Al 51.5 alloy were also investigated by means
of positron lifetime measurements after irradiation at 140 K with 0.55 MeV electrons and
at 95 K with 2.5 MeV electrons (Ẅurschumet al 1996). During isochronal anneals, the
mean positron lifetime displayed an important decrease at 450 K, which was assigned to
vacancy migration. In other experiments, after neutron irradiation of a Ti44Al 56 sample
at a temperature below 360 K, a first recovery stage below 660 K was attributed to the
elimination of collapsed planar aggregates (dislocation loops), and the second stage above
660 K to the dissolution of submicroscopic voids (Shiraiet al 1996). All irradiation damage
annealed out below 800 K for electron- and proton-irradiated samples, and below 960 K
for neutron-irradiated samples.

The aim of the present work was:

(i) to perform a thorough investigation of defect production and recovery for irradiated
TiAl, particularly in the domain of low temperatures, which has not been studied until now;

(ii) to use electrical resistivity measurements in order to obtain a deeper insight into the
processes occurring during electron irradiation and during subsequent annealing; and

(iii) to determine the effect of alloy composition on the damage production and recovery.

Single-phaseγ -TiAl intermetallic compounds with 50, 51.5, 53, and 54.5 at.% Al
were investigated. Low-temperature electron irradiations were used for introducing point
defects, and the resulting damage was monitored by means of residual electrical resistivity
measurements. The defect production and disordering processes taking place during
irradiation will be discussed, and we will attempt to evaluate the Frenkel-pair resistivity inγ -
TiAl. Next, the recovery during isochronal anneals will be determined, yielding information
on the mobility of self-interstitials and vacancies.

2. Experimental procedure

Binary TiAl alloys containing 50, 51.5, 53, and 54.5 at.% Al were investigated. They will
be respectively referred to as TiAl50, TiAl 51.5, TiAl 53, and TiAl54.5 in this paper. They were
prepared from high-purity metals by the same procedure as was used by Dimitrovet al
(1993). The titanium, refined by the iodide (Van Arkel) process, had a very low oxygen
level (27 wt ppm) and the main metallic impurities were iron and zirconium (≈100 wt ppm
each). The aluminium was a zone-refined material, with a total metallic impurity content
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lower than 1 wt ppm.
The alloys were obtained by RF levitation melting under pure helium gas, and

casting. To eliminate cracks, the alloys were remelted on a water-cooled copper boat,
and directionally solidified. Finally, the ingots were homogenized by annealing in a sealed
silica tube evacuated and back-filled with pure helium gas, for 24 hours, at 1400 K; they
were wrapped in a tantalum foil 40µm thick to avoid contamination from silica.

The final compositions were checked by inductively coupled plasma atomic emission
spectrometry (ICP-AES) chemical analysis. Some deviations from the nominal compositions
were detected, especially for the TiAl51.5 compound. Therefore, the actual compositions
were evaluated on the basis of theR4.2 K/R294 K electrical resistance ratios: the Al
concentrations were 50.0, 50.8, 52.7±0.1, and 53.85±0.15, respectively. The alloys were
found to be reasonably homogeneous from scanning electron microscope observations with
energy-dispersive x-ray analysis. X-ray diffraction and transmission electron microscopy
showed that the alloys had anL10 structure, and each comprised a singleγ -phase, except
for there being a small amount ofα2-Ti3Al phase in the stoichiometric TiAl50 compound.

Specimens were prepared by cutting slices 800µm thick from the alloy ingots with a
diamond saw, then thinning them to 200–300µm by mechanical polishing. After subsequent
chemical etching, the samples were annealed in a vacuum of 10−6 Pa for 10 h at 1223 K
and slowly cooled. Pure nickel samples, used as a reference in the irradiation experiments,
were prepared by spark machining from material cold-rolled to a thickness of≈30 µm.
After chemical etching, they were similarly annealed for 2 h at1073 K.

Two irradiation experiments were performed with 2.5 MeV electrons at 21 K, in
the liquid hydrogen cryostat of the Van de Graaf electron accelerator at the SESI,
Ecole Polytechnique, Palaiseau (France). The electron flux density was≈1.4 × 1014

electrons cm−2 s−1. In the first irradiation (I), a reference pure nickel specimen and three
TiAl samples (with 50, 53, and 54.5 at.% Al) were simultaneously irradiated; the fluence
was≈1× 1019 electrons cm−2 for the Ni and TiAl50 samples. Due to a technical problem,
the fluence was slightly lower for the TiAl54.5 sample and very much lower for the TiAl53

sample. In the second experiment (II), fourγ -TiAl samples (containing 50, 51.5, 53, and
54.5 at.% Al) were irradiated at a fluence of 8× 1018 electrons cm−2. The radiation
damage was investigated by means of electrical resistivity determinations performed at
21 K using standard four-point DC measurements. The shape factors of the samples,
k = ρ4.2 K/R4.2 K, were deduced from their 4.2 K electrical resistances before irradiation
using resistivity values determined for separate specimens of suitable shape (≈1 mm2 in
section), annealed in the same conditions as above. The shape factor of the nickel sample
was calculated from the nickel ideal resistivity at 296 K (ρi = 7.04 µ� cm), by using
the relationshipk = ρi/(R296 K− R4.2 K). The uncertainty on the resistivity variations was
1× 10−9 � cm.

For investigating the recovery behaviour, the irradiated samples were isochronally
annealed, between 21 and 300 K, in a furnace located inside the cryostat above the liquid
hydrogen bath. At higher temperatures, isochronal anneals were carried out in a stainless
steel tube immersed in an oil bath between 300 and 435 K (or in a molten salt bath above
435 K), under a reduced pressure of high-purity helium gas, or under a vacuum at the
highest temperatures. After irradiation, the samples were pulse annealed with a mean rate
of temperature increase of 1.5 K min−1, in steps ranging from 8 min every 12 K to 20 min
every 30 K. The recovery of the radiation damage was also investigated by means of
electrical resistivity measurements performed at 21 K for the annealings at up to 300 K and
at 4.2 K for the annealings at temperatures higher than 300 K. All of the resistivity values
measured at 21 K were corrected and reduced to 4.2 K values.
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3. Electron irradiation damage

3.1. Experimental results

Electron irradiation produced an increase in resistivity both in the pure nickel and in theγ -
TiAl compounds. Figure 1 gives an example of this variation as a function of fluence8 for
the pure nickel and for the TiAl50 alloy during irradiation I. The otherγ -TiAl compounds
irradiated to various fluences displayed a similar behaviour: the curves exhibit an increase
of the resistivity with8. However, the radiation-induced resistivities1ρi were larger by
a factor of≈10 in theγ -TiAl alloys than in pure nickel. Furthermore, there is an effect
of alloy composition on the excess resistivity in the samples irradiated to the same fluence
(irradiation II). The value is largest for the stoichiometric TiAl50 alloy, and goes through a
minimum for 53 at.% Al (table 1).

Table 1. The residual resistivity of unirradiated materialsρ0, fluence8, and excess resistivity
induced by irradiation1ρi in pure nickel and in theγ -TiAl compounds, for the two electron
irradiations.

Materials: Ni TiAl50 TiAl 51.5 TiAl 53 TiAl 54.5

ρ0 (µ� cm): 0.728± 0.001 6.67± 0.15 17.4± 0.4 41.3± 0.9 63.4± 1.4

Irradiation I 8 (electrons cm−2) 1× 1019 1× 1019 — ≈3× 1018 ≈8.9× 1018

1ρi (µ� cm) 0.230± 0.001 2.140± 0.015 — 0.519± 0.006 1.642± 0.028

Irradiation II 8 (electrons cm−2) — 8× 1018 8× 1018 8× 1018 8× 1018

1ρi (µ� cm) — 1.573± 0.006 1.532± 0.005 1.465± 0.008 1.525± 0.009

Figure 1. Resistivity variations during 21 K electron irradiation of pure nickel and of the TiAl50

alloy (irradiation I).

The resistivity damage rates dρ/d8 were evaluated as functions of the radiation-induced
resistivity. The data (figure 2, irradiation II) were fitted to a linear relationship:

•
ρ ≡ dρ/d8 = σdρF[1− 2ν0(1ρ/ρF)] (1)
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where σd is the displacement cross section,ρF the Frenkel-pair resistivity, andν0 the
vacancy–interstitial spontaneous recombination volume. Such an equation is of course
strictly valid only for pure metals in the case of low defect concentrations. Extrapolation
of the curves to zero fluence gives experimental values of the initial resistivity damage rate
(dρ/d8)0 at 1ρi = 0. These were found (table 2) to exhibit a composition dependence
similar to that of the final excess resistivities (table 1). The slopes of the linear damage
curves appear to become less negative when the aluminium content increases. The saturation
resistivity values1ρs (corresponding to a damage rate dρ/d8 equal to 0) were unreliable
due to the relatively low fluences used in our experiments.

Figure 2. Resistivity damage rates as functions of the irradiation-induced resistivity in theγ -
TiAl compounds irradiated to 8× 1018 electrons cm−2, and least-squares fits of equation (1) to
the data.

Table 2. Initial damage rates(dρ/d8)exp
0 , relative displacement cross sections, and apparent

Frenkel-pair resistivities (neglecting disordering effects) forγ -TiAl compounds.

Materials: Ni TiAl50 TiAl 51.5 TiAl 53 TiAl 54.5

Irradiation I
•
ρ

exp

0 0.234± 0.001 2.06± 0.03 — — —
(10−25 � cm3)

σNi
d /σ

alloy
d 1 1.144 — — —

ρF (µ� cm/%) 6.7± 0.4 68± 5 — — —

Irradiation II
•
ρ

exp

0 — 2.01± 0.03 1.94± 0.03 1.84± 0.03 1.93± 0.03
(10−25 � cm3)

σ
TiAl 50
d /σ

alloy
d — 1 1.003 1.007 1.011

ρF (µ� cm/%) — 68± 5 66± 5 63± 5 66± 5
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3.2. Damage processes, and the evaluation of Frenkel-pair resistivities

Point defect creation and disordering of theγ -TiAl compounds, which both lead to a
resistivity increase, could be effective during electron irradiation. However, it is difficult to
separate directly the contribution to the resistivity arising from the point defects from that
due to the disordering, since the results cannot be compared to data on disorderedγ - TiAl
alloys. Such completely disorderedγ -TiAl is impossible to obtain by the usual methods,
because the structure remains long-range ordered up to the melting temperature. Therefore,
an upper limit for the Frenkel-pair resistivitiesρF of the γ -TiAl compounds will be first
determined by assuming a negligible disordering contribution; then this contribution to the
resistivity will be evaluated by two different methods, and subtracted from the experimental
data, in order to obtain the point defect contribution.

3.2.1. Evaluation ofρF under the assumption of negligible disordering.An evaluation

of the Frenkel-pair resistivityρF by the application of equation (1) (
•
ρ0 = σdρF) requires

us to know with accuracy the absolute displacement cross section. So instead, we have
used a relative method which involves comparing the initial resistivity damage rate for the
stoichiometricγ -TiAl to the initial resistivity damage rate for the reference nickel sample,
for which ρF (6.7± 0.4 µ� cm) is known (Dimitrov and Dimitrov 1985), irradiated in the
same experiment (irradiation I):

ρ
TiAl 50
F = [σNi

d /σ
TiAl 50
d ][

•
ρ

TiAl 50

0 /
•
ρ

Ni

0 ]ρNi
F . (2)

We used fcc nickel as a reference, because the hexagonal titanium did not seem appropriate
for comparison with tetragonalγ -TiAl (which has a ratioc/a very close to 1, and is thus
nearly fcc). Fcc aluminium was also not used because of its very low residual resistivity,
which could result in significant deviations from Matthiessen’s rule during irradiation.

The initial resistivity damage rates for the off-stoichiometric alloys were compared to
that for the stoichiometric compound irradiated under the same conditions (irradiation II):

ρ
alloy
F = [σ TiAl 50

d /σ
alloy
d ][

•
ρ

alloy

0 /
•
ρ

TiAl 50

0 ]ρTiAl 50
F . (3)

This relative method is used to reduce the uncertainties in the absolute fluence values and
in the displacement cross sections. The latter were determined for theγ -TiAl compounds
containingx at.% of aluminium by using the expression

σ
alloy
d = (x/100)σAl

d + [(100− x)/100]σ Ti
d (4)

The values ofσNi
d , σ

Al
d , and σ Ti

d were calculated from Oen’s tabulation (Oen 1973) by
adopting the effective average atomic threshold displacement energies of the pure elements
evaluated for a fcc lattice according to Lucasson (1975): 33 eV for nickel, 27 eV for
aluminium, and 28.5 eV for titanium.

Thus, without taking into account a disordering contribution, an upper limit for the
Frenkel-pair resistivities can be evaluated from equation (2) for the stoichiometric alloy
with reference to the initial damage rates for pure nickel alloy, and from equation (3) for
the off-stoichiometric alloys with reference to the stoichiometric one (table 2).

3.2.2. Estimation ofρF with an evaluation of the disordering contribution to the radiation
damage. In long-range-orderedγ -TiAl, disordering results from the formation of antisite
defects, produced mainly by atomic replacement collisions: at the temperature of the
irradiation (21 K), spontaneous interstitial–vacancy recombinations should be limited.
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The experimental initial damage rate(dρ/d8)exp
0 was considered as a sum of two

contributions, one due to point defect production(dρ/d8)def
0 and the other assigned to

disordering, i.e. antisite defects created by atomic replacement collisions(dρ/d8)dis
0 :

(dρ/d8)exp
0 = (dρ/d8)def

0 + (dρ/d8)dis
0 . (5)

The disordering contribution was evaluated by two different methods:

(i) a theoretical evaluation, which requires the introduction of a number of poorly known
parameters; and

(ii) a phenomenological evaluation, which relies on the assumption of a specific
composition dependence of the two contributions (point defects and disordering) to the
resistivity variations induced by irradiation.

(a) Theoretical evaluation of disordering induced by irradiation

The initial damage rate(dρ/d8)dis
0 due to atomic replacement collisions can be written as

(Dimitrov et al 1992a):

(dρ/d8)dis
0 = (dρ/dS)0(dS/dCR)0(dCR/dCD)0(dCD/d8)0 (6)

whereS is the long-range-order (LRO) parameter; indices R and D refer respectively to
replaced and displaced atoms; dρ/dS is the contribution to the resistivity of a change in the
LRO parameterS; dS/dCR corresponds to the variation of the LRO parameterS induced
by a change in the concentrationCR of the atomic replacements; dCR/dCD is the average
number of replacements per displacement; and dCD/d8 is the production rate of Frenkel
defects. These parameters were determined as follows.

(i) (dρ/dS)0. For the order-dependent residual electrical resistivity in a long-range
ordered alloy, a generalized version (Dimitrovet al 1992c) of the relationship given by
Rossiter (1980) was used:

ρ(S) = (ρdis− ρord)(1− (S/Smax)
2)/(1− A(S/Smax)

2) (7)

where S is the Bragg–Williams LRO parameter,ρdis the resistivity of the disordered
alloy, ρord the residual resistivity corresponding to the maximum degree of order,Smax

the maximum value of the LRO parameter, andA a parameter depending on the electronic
structure of the material. Differentiating equation (7) gives forS0 = Smax, at the beginning
of the irradiation,

(dρ/dS)0 = −2(ρdis− ρord)/(1− A)Smax. (8)

This expression was evaluated by the following method.

(1) First, the variation with temperature of the equilibrium LRO parameterS of the
γ -TiAl alloys was evaluated in the Bragg–Williams approximation (Krivoglaz and Smirnov
1964, Badura and Schaefer 1993). This leads to the following expression:

ln[(1+ 2δ + S)(1− 2δ + S)/(1+ 2δ − S)(1− 2δ − S)] = 4S(Tc/T )[1/(1− 4δ2)] (9)

with Tc the critical temperature of the order–disorder transition, andδ = CAl − 0.5 the
deviation from stoichiometry. The critical temperatureTc of the order–disorder transition
was evaluated from the experimentally determined LRO parameterS of splat-cooled
stoichiometricγ -TiAl (Vujic et al 1988), assuming that it was representative of the order
state at the melting temperature.

(2) Secondly, the temperature dependence of the residual resistivity of unirradiated
alloys, in the temperature range where they are representative of the equilibrium LRO, were
deduced from the results of Dimitrovet al (1996).
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Table 3. Estimated values ofTc and values ofρord, ρdis, andA determined by fitting equation
(10) to the temperature dependence of the residual electrical resistivity of the unirradiated alloys.

Alloys Tc (K) ρord (µ� cm) ρdis (µ� cm) A

TiAl 50 1849 0.03 21.50 0.829
TiAl 51.5 1847 15.68 31.53 0.851
TiAl 53 1842.5 41.10 43.45 0.897
TiAl 54.5 1834 63.23 66.64 0.914

From these two sets of data, it was possible to derive aρ = f (S) relationship for each
alloy, and obtain values ofρord, ρdis, andA (table 3) by fitting the expression

ρ = ρ(S)+ ρord (10)

with ρ(S) given by equation (7).
(dρ/dS)0 was calculated for each alloy by introducing these values in equation (8). It

should be noted that this method is not fully satisfactory, becauseρdis is found to be low
in the TiAl50 alloy, and to vary strongly with the composition. This is not expected in the
restricted composition range of the present set of alloys.

(ii) (dS/dCR)0. A calculation similar to the one performed by Beckeret al (1968) for
L12 crystal was performed for theL10 stoichiometricγ -TiAl, by considering the relationship
betweenS and the number of replacement collisions in〈110〉 rows. It gives

(dS/dCR)0 = −(4/3)Smax.

(iii) (dCR/dCD)0. The average number of replacements per displacement at the
beginning of the irradiation was taken to be equal to 3± 1, by analogy with Ni3Al, another
fcc-based intermetallic compound (Dimitrovet al 1992a).

Table 4. The Frenkel-pair resistivitiesρF of the γ -TiAl compounds obtained by estimating the
disordering contribution by two different methods (see the text), residual electrical resistivity
variations assigned to LRO changes during thermal treatments1ρth (from data given by Dimitrov

et al 1996), and initial damage rates
•
ρ0 (‘exp’ = experimental, ‘dis’= estimated disordering

contribution, ‘def ’= resulting defect contribution).

Evaluation of Irradiation: I II
disordering
contribution Alloys: TiAl50 TiAl 50 TiAl 51.5 TiAl 53 TiAl 54.5

Theoretical ρF (µ� cm/%) 58± 7 56± 7 56± 7 59± 7 61± 7

Phenomenological 1ρth (µ� cm) 0.66 0.65 0.14 0.21
•
ρ

exp

0 (10−25 � cm3) 2.01± 0.03 1.94± 0.03 1.84± 0.03 1.93± 0.03

•
ρ

dis

0 (10−25 � cm3) 0.17 0.17 0.04 0.05

•
ρ

def

0 (10−25 � cm3) 1.80± 0.07 1.82± 0.07 1.83± 0.07 1.85± 0.07

ρF (µ� cm/%) 61± 6 62± 6 63± 6 63± 6

(iv) (dCD/d8)0. This term represents the displacement cross section forγ -TiAl, it was
evaluated with reference to pure nickel by using the relationship:

(dCD/d8)0 ≡ σ TiAl
d = (σ TiAl

d /σNi
d )Oen(

•
ρ

Ni

0 /ρ
Ni
F ). (11)
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From the numerical values (table 2), it turns out that for the stoichiometric compound

σ TiAl
d = 30± 2 b.

The contribution of disordering to the total resistivity damage rate(dρ/d8)dis
0 was

determined by introducing in equation (6) the different factors evaluated above.
Finally, the initial resistivity damage rates due to defect production(dρ/d8)def

0 were
calculated by subtracting(dρ/d8)dis

0 from the experimentally determined initial damage
rates. Then, the Frenkel-pair resistivities of theγ -TiAl intermetallic alloys were calculated
using equation (2). The results obtained by this theoretical method are reported for each
composition in table 4.

(b) Phenomenological evaluation of the disordering induced by irradiation

The contributions of point defects and disordering to the resistivity increase occurring during
irradiation were evaluated under the following assumptions.

(i) In the limited concentration range investigated, it was considered that the contribution
of point defects to the initial resistivity damage rate displayed a weak monotonic composition
dependence, as observed for Ni3Al intermetallic compounds (Dimitrovet al 1992a). This
dependence was assumed to be linear:

(dρ/d8)def
0 = k0+ k1CAl (12)

whereCAl is the aluminium concentration of the compound.

(ii) The experimental initial damage rates(
•
ρ

exp

0 ) in irradiation II (table 2) display a
composition dependence, with a minimum at 53 at.% Al. This trend is similar to that of the
variations of the resistivity with temperature assigned to thermal disordering in unirradiated
γ -TiAl compounds (Dimitrovet al 1996). Consequently, the disordering contribution to the
resistivity damage rate was assumed to be proportional to the amplitude of the resistivity
variations connected with thermal LRO changes:

(dρ/d8)dis
0 = k21ρth (13)

where1ρth is the change in the equilibrium order resistivity of each alloy, determined in
the temperature interval common to the four TiAl compounds (900–930 K).

Therefore,k0, k1, andk2 were determined by fitting the following equation to the exp-

erimental
•
ρ

exp

0 -values (irradiation II, table 2) and to the values of1ρth (table 4):
•
ρ

exp

0 = k0+ k1CAl + k21ρth(CAl ). (14)

This method allows us to determine separately(dρ/d8)def
0 and (dρ/d8)dis

0 ; the results are
reported in table 4.

The two independent evaluations of the disordering contribution to the resistivity damage
rate lead to comparable results:(dρ/d8)dis

0 represents 8 to 15% of the initial resistivity
damage rate for the stoichiometric alloy, and even less for the high-Al alloys. Thus, this
contribution is not negligible, but the dominant effect of electron irradiation is the production
of Frenkel defects. The Frenkel-pair resistivities(ρF) resulting from the two evaluations
are similar, around 60µ� cm/%. There might be a slight tendency forρF to increase
with the aluminium content. These values are much larger than the Frenkel-pair resistivities
of the constituent metals:ρAl

F = 4.2 µ� cm/% (Ehrhartet al 1974), andρTi
F = 14–

18 µ� cm/% (Shirley and Chaplin 1972); they are smaller than the values determined for
the stoichiometric Ni3Al intermetallic compound: 102µ� cm/% (Dimitrov et al 1992a).
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Figure 3. Isochronal resistivity recovery curves of theγ -TiAl compounds irradiated to 8×1018

electrons cm−2.

Figure 4. Derivative curves of the isochronal resistivity recovery for theγ -TiAl compounds
irradiated to 8× 1018 electrons cm−2.

4. Recovery after electron irradiation

For the electron-irradiated nickel sample, the isochronal resistivity recovery curve was found
to be very similar to those described in the literature (see, for instance, Bartelset al 1986).
The main features of the recovery are the following.

(i) Stage I (21–70 K), the main recovery stage, is associated with close-pair
recombination, and with the correlated and uncorrelated annihilation of mobile interstitials
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Figure 5. Isochronal resistivity recovery curves of the TiAl53 alloy irradiated to≈3× 1018

electrons cm−2 and 8× 1018 electrons cm−2.

Figure 6. Derivative curves of the isochronal resistivity recovery for the TiAl53 alloy irradiated
to ≈3× 1018 electrons cm−2 and 8× 1018 electrons cm−2.

with vacancies.
(ii) Stage II (70–300 K) displays a fine structure with several substages. It is attributed

to the migration, dissociation, or structure rearrangement of small interstitial clusters formed
at the end of stage I.

(iii) Stage III appears as a small peak centred at≈340 K. Positron lifetime measure-
ments (Nguy 1988) showed that it is due to the migration of vacancies. Recovery of the
low-temperature-irradiated pure nickel sample is complete at 490 K.

The relative resistivity recovery curves of the fourγ -TiAl alloys irradiated to 8× 1018
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Table 5. Temperatures of the maximum recovery rateTM, and relative amplitudes of the recovery
stages1ρ/1ρi of γ -TiAl compounds irradiated to the fluence8.

Stages

I II III Total
(21–150 K) (150–300 K) (300–660 K) (up to 660 K)

8 TM 1ρ/1ρi 1ρ/1ρi TM 1ρ/1ρi 1ρ/1ρi

Alloys (1018 electrons cm−2) (K) (%) (%) (K) (%) (%)

TiAl 50 10 78 26.6 5.6 443 51.7 83.9
8 81 27.7 5.1 444 52 84.8

TiAl 51.5 8 81 28.3 4.2 451 53.9 86.4
TiAl 53 8 81 26.7 7.5 487 87.8 122

≈ 3 84 26.9 7 516 118.5 152.4
TiAl 54.5 8 42–82 23.5 9.1 501 67.4 100

electrons cm−2 are shown in figure 3, and those of the TiAl53 alloy irradiated to 8×1018 and
≈3× 1018 electrons cm−2 as shown in figure 5. Two major stages of resistivity recovery
are observed (denoted as I and III in the figures), and their amplitudes are composition
dependent: the ratio of stage III to stage I increases with the aluminium content (table 5).
The derivative curves (figures 4 and 6) clearly show the structure of the recovery stages.

For the TiAl50 alloy, the first one is found to occur at around 80 K, and involves some
substructure. It is followed by a region of weak, progressive recovery (stage II) in which
two peaks at 184 K and 268 K can be distinguished. Stage III displays a peak of maximum
recovery rate at 444 K. At the end of this stage, a significant excess resistivity is still present,
and it disappears only above 800 K.

4.1. The composition dependence of the recovery stages

The effect of aluminium concentration will be discussed with reference to irradiation II.
Stage I will be here defined as the recovery extending up to≈150 K, on the basis of
the derivative curve of the TiAl50 alloy. This first main recovery stage (23 to 28% of the
radiation-induced resistivity according to composition; see table 5) is characterized by a peak
at ≈81 K in all alloys, with a shoulder on the high-temperature side for the compositions
50, 51.5, and 53 at.% aluminium. For the TiAl54.5 alloy, stage I is more complicated, with
the appearance of a pronounced substructure. The temperature of the maximum recovery
rate in stage I appears to be independent of the composition, although the shape of the peak
varies.

Stage II (150–300 K) represents 4–9% of the initial excess resistivity. The two small
substages, identified in TiAl50, can also be recognized in TiAl51.5 and TiAl54.5; only the
second one can be seen in the TiAl53 alloy. The relative amplitude of this stage tends to
increase with aluminium content.

Stage III (300–660 K) is the second main recovery stage (52–118% of the radiation-
induced resistivity). Its temperature is composition dependent (table 5), the corresponding
peak being shifted to higher temperatures by 60 K when the aluminium content increases
from 50 to 54.5 at.% of Al. At the beginning of this temperature range, a progressive
recovery takes place just above 300 K; this is more conspicuous for the alloys with a higher
aluminium content, probably because of the shift of stage III to higher temperatures. The
amplitude of stage III is composition dependent, with a maximum value for the TiAl53 alloy.
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Beyond stage III, the TiAl50 and TiAl51.5 alloys show very similar behaviour and, after
the last anneal at 780 K, there remain 11.8% and 9.3% respectively of the excess resistivity
induced by irradiation. By contrast, the TiAl53 alloy over-recovers during stage III, and it
displays resistivity values lower than in the unirradiated state. The TiAl54.5 alloy recovers
its pre-irradiation resistivity value at around 650 K.

4.2. The fluence dependence of the recovery

The effect of the initial defect concentration on the recovery was mainly investigated for the
TiAl 53 alloy. The effect of a decrease of the defect concentration on the temperature of stage
I appears marginal, but there might be a tendency for this stage to undergo a slight shift to
higher temperatures; the relative amplitude of this stage is independent of the fluence (table
5). By contrast, the effect on the temperature of stage III is strong: a decrease of defect
concentration (lower fluence) leads to a shift by 36 K to higher temperatures of stage III,
and its relative magnitude is enhanced (figures 5 and 6). However, the maximum decrease
of the absolute resistivity below its initial value, around 650 K, is the same for the two
fluences.

4.3. The interpretation of the recovery stages

The nature of the defects produced by irradiation inγ -TiAl has not yet been directly
investigated. Some likely structures can be predicted, on the basis of the crystal structure of
this compound.γ -TiAl has a face-centred tetragonalL10 structure, which is a superstructure
of the fcc lattice with alternating{001} planes containing only Ti or Al atoms. Two types
of vacancy should exist in TiAl, according to their position on the Al or Ti sublattices.
For self-interstitial defects, a likely configuration is the〈100〉 dumb-bell split interstitial,
similarly to the one existing in fcc metals. Three types of dumb-bell can then be produced
by irradiation: Ti–Ti (on Ti sites), Ti–Al mixed dumb-bells (distributed on both Ti and Al
sites), and Al–Al (on Al sites).

The first broad peak observed in the derivative recovery curves exhibits a maximum
recovery rate at≈81 K; its position is independent of the composition, and possibly slightly
dependent on the fluence. By analogy with the recovery of electron-irradiated nickel or
Ni3Al intermetallic compounds (Dimitrovet al 1992b), it seems reasonable to assign this
stage (stage I) to the recombination of close pairs, and to the correlated and uncorrelated
annihilation of mobile self-interstitials with vacancies. A fraction of the mobile interstitials
may be trapped at impurity atoms or may form interstitial clusters. However, Hishinuma
et al (1993) considered that the migration of〈100〉 dumb-bell split interstitials in TiAl
(implicitly assumed to be pure Ti–Ti or Al–Al) should be preferentially restricted to the
four jump directions in the{001} plane, so as to avoid disturbing the ordered structure.
This two-dimensional migration was thought to result in the suppression of the nucleation
and growth of interstitial clusters.

Stage II, in the range 150–300 K, includes several substages, which can be clearly
seen as distinct peaks of the derivative curves. They could correspond to the annihilation of
interstitial defects of lower mobility, or to the dissociation of impurity–interstitial complexes
or interstitial clusters.

The second main recovery stage (stage III) has a temperature and an amplitude that are
dependent on the fluence and on the composition. It is shifted to lower temperatures with
increasing fluence. This indicates a defect reaction with a kinetic order larger than one,
and is consistent with the free migration of a point defect. This stage can be reasonably
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assigned to the migration of vacancies. Its temperature (444 K for the TiAl50 alloy) is much
higher than the temperature assigned to vacancy migration by Shirai and Yamaguchi (1992)
on the basis of positron lifetime measurements, but it agrees with the interpretation of a
decrease of the positron lifetime at around 450 K, in terms of vacancy migration, proposed
by Würschumet al (1996).

Stage III is shifted to higher temperatures with increasing Al content. In the framework
of the above assignment, such a shift shows that the vacancy mobility (i.e. the vacancy
jump frequencyνV) decreases when the aluminium concentration increases. This result
can be compared with the recent characterization of the atomic mobility in the same alloys
(Dimitrov et al 1996); it was found that atomic jump frequency increased with the aluminium
content. Since the atomic jump frequency (νat) and the vacancy jump frequency (νV) are
related to the equilibrium vacancy concentrationCV(T ) at temperatureT by the expression

νat = νVCV(T ) (15)

we can deduce a composition dependence of the vacancy concentration. From (15), it turns
out that the vacancy concentration at a given temperature increases with aluminium content;
therefore, the vacancy formation enthalpy(H F

V) decreases, according to the relation between
CV andH F

V:

CV(T ) ∝ exp(−H F
V/kT ). (16)

This experimental conclusion supports the theoretical predictions of Badura and Schaefer
(1993) and Fu and Yoo (1993) concerning the composition dependence of the vacancy
formation enthalpy inγ -TiAl intermetallic compounds.

The effective enthalpy of vacancy migration(HM
V ) in stoichiometricγ -TiAl can be

estimated from the temperature which characterizes stage III (444 K), by comparison
with the data (temperature and vacancy migration enthalpy) obtained for stage III for
stoichiometric Ni3Al (Dimitrov et al 1992b). We assumed that the vacancy elimination
involves a similar migration entropy, and requires similar numbers of jumps in the two
intermetallic compounds. This estimation leads toHM

V = 1.55±0.16 eV for stoichiometric
γ -TiAl. This value is in good agreement with the one (1.59 eV) proposed by Würschum
et al (1996) from the difference between the Ti self-diffusion enthalpy and the vacancy
formation enthalpy values in TiAl.

5. Conclusion

The damage produced by 2.5 MeV electron irradiation at 21 K, in stoichiometric and in Al-
rich off-stoichiometricγ -TiAl compounds, was investigated by means of electrical resistivity
measurements. The contribution of the disordering to the radiation-induced resistivity
appears to be significant but not dominant, as compared to the defect resistivity. The
Frenkel-pair resistivity values for the TiAl alloys(≈60 µ� cm/%) are larger than those of
pure metals, but smaller than the ones evaluated for Ni3Al intermetallic compounds.

The recovery of electron irradiation damage in theγ -TiAl intermetallics was also
investigated by electrical resistivity measurements. Two major stages of recovery were
observed. The first one (at around 81 K) can be assigned to close-pair recombination, and
to the migration and annihilation of self-interstitials; the second one (centred at 444 K in the
stoichiometric compound) can be attributed to the migration and elimination of vacancies
with an estimated activation enthalpy of 1.55±0.16 eV. The temperature of this latter stage
is composition dependent; with increasing aluminium concentration, it is shifted to higher
temperatures, indicating a reduction in vacancy mobility.
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