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The 2.5 MeV electron-irradiation and resistance-recovery experiments were performed. It was found that
the majority of atoms of a (Zros5Alg.10Nio.05Cuo30)99Y1 bulk metallic glass (BMG) possess a locally pre-
ferred order, and vacancies are stable point defects. Low- and high-frequency compression-compression
fatigue experiments show that the fatigue-endurance limit and mode of the fatigue fracture of this BMG
essentially depend on the cycling frequency. At the low-frequency cycling (10 Hz), the catastrophic crack
is initiated mainly due to the shear-of-steps formation, and the fatigue-endurance limit is ~0.44 ofs
(oFs is the fracture stress). At the high-frequency cycling (20 kHz), the catastrophic crack forms due to
the propagation and mergence of nano-cracks initiated from slip layers at intercluster boundaries. The
fatigue-endurance limit in this case is a random quantity with a mean value of ~0.04 o¥s.

© 2011 Elsevier B.V. All rights reserved.

1. Introduction

Non-direct manifestations of the point and extended defects
in the physical properties of metallic glasses are still an impor-
tant tool of their structure features research. As it was shown in
Ref. [1], stability and thermally activated mobility of point defects
take place in polyclusters. Following the 2.5MeV electron irra-
diation of bulk metallic glasses (BMGs) and resistance-recovery
experiments [2,3], we have shown that the stable vacancies exist,
at least within the investigated glasses, and that their diffu-
sion mobility is thermally activated. The low-frequency (10Hz)
compression—compression fatigue experiments [4] reveal the
importance of the large-scale shear-band formation in affecting the
initiation and propagation behavior of the catastrophic crack. With
that, the fatigue-endurance limit is comparatively high (~0.44 s,
where oFs is the fracture stress). In other words, the low-frequency
cycling stress considerably facilitates the BMG fracture but do not
allow to obtain more rich information about the structure features
of BMGs than that obtained from their fracture at monotonically
increasing compression.

In high-frequency fatigue (HFF) experiments using ultrasonic
vibrations (20 kHz), the cycling stresses of small amplitudes can
form small-scale inner slip layers, within the weak intercluster
boundaries revealed by means of the field-emission microscopy
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[5]. One can assume that the viscous dissipation of the mechanical
energy and irreversible inelastic structure changes in the slip layers
can initiate their propagation and initiation of inner nano-cracks.
The propagation and mergence of the inner cracks can lead to the
BMG fracture. Results of our experiments indicate that this scenario
of the HFF fracture really takes place at rather low mean stresses
and even lower amplitudes of cycling stresses.

2. Experimental

The method of the low-temperature electron irradiation of BMG samples with
their subsequent isochronal annealing and electrical-resistance measurements was
used in our experiments. Irradiation with 2.5 MeV electrons at ~80 K was carried out
at the ELIAS electrostatic accelerator of the National Science Center - Kharkov Insti-
tute of Physics and Technology. Irradiation, annealing, and resistance-measurement
techniques are described in details [2].

A computer-controlled Material Test System (MTS) servohydraulic testing
machine was employed for low-frequency fatigue (LFF) experiments. The machine
was aligned prior to use, as required. Samples were tested at various stress ranges
with an R ratio (R = 0 min./0max., Where o' nin. and omayx. are the applied minimum and
maximum stresses, respectively) of 0.1 under a load-control mode, using a sinu-
soidal waveform at a frequency of 10 Hz. Upon failures or 107 cycles, samples were
removed and stored for later examinations by a scanning-electron microscope (SEM)
to identify fatigue-crack initiation and growth mechanisms. The fracture surfaces
of selected specimens were examined, using a Leo 1526 SEM machine with the
energy-dispersive spectroscopy to provide fatigue and fracture mechanisms.

The HFF experiments and pre-treatment of the specimens were done using the
special test facility [6]. The specimens were clamped to the lowest cross-section of
the ultrasonic concentrator. The specimen stress was 50 MPa. Thereafter, the 20 kHz
vibrations were turned on. The amplitude of ultrasonic vibrations was from 6 pm
up to 14 pm. The fractography of the fractured samples after fatigue testing was
done on the Leica Z6APO microscope and on an SEM to study fatigue and fracture
mechanisms.
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Fig. 1. Dose dependence of the relative electrical resistance for the
(Zro55Al0.10Nio,05Cup30)99 Y1 BMG irradiated with 2.5 MeV electrons at ~80K.

3. Results

3.1. Accumulation and recovery kinetics of radiation damages in
(Zro.55Alp.10Nig,05Clig 30 )99 Y1

The dose dependence of the electrical resistance of the
(Zrg 55Alg.10Nig.05Cug30)99Y1 BMG sample irradiated with 2.5 MeV
electrons at ~80K is presented in Fig. 1. The linear dependence of
AR;;+/Ro on electron fluence is a manifestation of storage of the
irradiation effects without considerable interactions of the stored
damages. Here AR; =Ry —Ro, where R, and Rj are electrical
resistances before and after the irradiation with the maximum
fluence, respectively. One can see a negative slope of the dose-
dependence line of irradiated samples. As it was declared for other
BMG composites [2,3], this feature can be explained as a result
of the irradiation-induced atomic replacements, leading to short-
range ordering of the alloy. In the frame of the polycluster-structure
model of metallic glasses [7,8], the ordering process enhanced by
the irradiation can take place in both the cluster body and interclus-
ter boundaries. This process does not need a long-range diffusion
and probably is an intrinsic property for most of the Zr-based BMGs.

Derivatives of isochronous recovery curves of radiation-induced
resistance changes of (Zrg55Alg 19Nig.05Cug30)99Y1 (present work)
and Zrsp5TisCuy79NijgeAli0, and ZrgegTigCuzsNijoBezzs [2,3]
BMGs are shown in Fig. 2.

Along with that, atomic displacements, i.e., stable Frenkel pairs
(interstitial + vacancy), are generated by high energy electron beam
in BMG. These point defects are unstable in the dense random pack-
ing of spheres (DRPS) but they are stable in the cluster body [1].
Therefore, no annealing stages of irradiated DRPS can exist. The
situation is different in polyclusters. The cluster boundaries are
sinks of the point defects. The activation energy of the interstitial
diffusion is, as in crystals, much less than the activation energy
of vacancies. Therefore, the annealing stages of interstitials are at
much lower temperatures those of vacancies. In crystalline metals
and alloys the interstitial annealing stages usually are in the tem-
perature range below 120K (see, e.g., [9]). Therefore, we believe
that this two revealed annealing stages for each BMG composition
are connected with the activation of mobility of the vacancies and
vacancy-alloying addition complexes.

It should be noted that for all the studied BMGs, the
temperature peaks and the estimated effective activation ener-
gies of recovery stages are observed to be close to each
other. Thus, the temperature peak of the “high-temperature”
stage at 225K and the estimated effective activation energy
of ~0.7eV coincide for all the investigated compositions. An
effective activation energy of ~0.4eV and peak temperature of

125K are almost identical for (Zrgs5Alp.10Nig05CUg30)99Y1 and
Zrs5 5TisCuq79Nijg6Al10 BMGs, and only shifted to 150K, with a
corresponding increase of the effective activation energy up to
0.46 eV for the ZryggTig»Cu75NijgBes7.5 BMG. These data indicate
that the observed recovery stages after low-temperature elec-
tron irradiation in the Zr-based BMGs are stipulated by migration
or reorientation of identical or similar configurations of mainly
vacancy-type point defects. To identify the actual configurations of
radiation defects, it is necessary to perform similar experiments on
simple, preferably two-component BMG compositions, as well as
to carry out simulation processes of primary damage and annealing
of the BMGs.

3.2. Low- and high-frequency compression—compression fatigue
and fracture

The LFF experiments were performed at the cycle frequency of
10Hz, omax. =0.8, 0.9, 1.0, and 1.1 GPa, and the ratio, R=0.1. The
deformation rate was (&)~0.5/s. The compression-compression
fatigue results for the (Zrg 55Alg.19Nig.05Cug.30)99Y1 Samples shows
that the fatigue-endurance limit (o), based on the applied stress
range, subjected to compression-compression loading is 0.8 GPa.
Above the endurance limit, the fatigue lifetime generally decreases
with increasing the stress level. The cyclic-compression fracture
surface displays a morphology nearly identical to the monotonic-
compression fracture surface. Most of the fracture surface is
covered by vein-like patterns. These vein-like patterns formed due
to the significant temperature increase when the sample failed. It
was found that, as a rule, the catastrophic crack propagates from
the surface [4,10]. The morphology of the low-frequency fatigued
sample is seen from the SEM fractograph shown in Fig. 3a. Here
the regions of the brittle cracking and ductile fraction are clearly
seen. The vein pattern and frozen droplets are observed in the
regions of the ductile fracture. The catastrophic crack is propagat-
ing at angle ~45° to the external stress. At omax. =01, the number
of cycles to fracture (Nf) is greater than 107. It occurs that Nf ~ 10°
at omax. =1GPa. The ratio of the fatigue-endurance limit to the
fracture stress at monotonic compression, os=1.8 GPa, is 0.44.
The obtained results are very similar to those of the LFF with a
Zrs50Al19Cusz7Pd3 BMG [4]. Therefore, we refer readers to Ref. [4] for
detailed discussions of the low-frequency fatigue-fracture mode.

The HFF experiments were performed at the cycle frequency
of 20 kHz, constant compression, & = 0.15 GPa, and amplitudes of
the vibrations, A=6-14 wm or A/lg = & = (1.5 —3.5) x 1073 (g is
the initial length of the specimen). The ratio, oy /0Fs, IS less
than 0.15. Thus, the experiments were performed in the region of
elastic deformation but the rate of the cyclic deformation is high,
(¢) = 100-150/s. The high-frequency compression-compression
fatigue-endurance limit is a random, very scattered quantity with
a mean value of ~0.04 ogs. Some specimens were not fractured
at &=2.5x 1073 and N=6 x 108, while others were fractured at
#=2x10"2 and N=5x 10°. Even at & = 1.5 x 107> after 4 x 10°
cycles, a noticeable decrease of ops and Young's modulus was
observed.

The mode of the high-frequency compression-compression
fatigue fracture is completely different from that at low-frequency
cycling and large opy,a/0Fs ratios, as it is seen in Fig. 3b, where
the optical metallography of the fractured specimen and SEM frac-
tography of a typical region of the fracture surface are shown. It
is seen that the specimen fracture is caused by initiation, propa-
gation, and mergence of multiple cracks in the specimen body. It
has to be stressed that the resulting catastrophic crack has no spe-
cific orientations. It looks like a mergence of initially isolated inner
nano-cracks into a percolating catastrophic crack. Nearly 20% of
the fracture surface is covered by crystallites of sizes, 10-100 nm.
Due to the presence of the crystallites, narrow lines appear in the
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Fig. 2. Recovery spectrums of the irradiation-induced electrical resistance, Ry, (derivatives, dR;;;/dTann, On the annealing temperature, Tann ) for (Zrg s5Alo.10Nio.05Clo 30 )99 Y1
(a), Zrs25TisCuy79Ni146Al10 (b), and Zrye g Tis2Cu7.5NijoBes7 s (¢), irradiated with 2.5 MeV electrons at ~80 K.

X-ray diffraction on the fractured specimen. The positions of the
lines show that the crystallites possess mainly a ZrAl lattice. Since
for the partial crystallization of the glass, a diffusion mobility of
atoms is needed, we can conclude that the local heating of the slip
layers and crack surfaces due to the inner friction under the ultra-
sonic vibrations is considerable to provide the mobility of at least
comparatively small Ni and Cu atoms. The mean specimen temper-
ature was less than the glass-transition temperature. Otherwise, a
homogeneous plastic deformation (a diffusion-viscous flow) could
take place.

4. Discussion

Since the LFF does not show any exceptional features, as com-
pared to those observed in experiments with BMGs of different
compositions [4,10], we briefly discuss the peculiarities of the high-
frequency investigations. As was noted, the mean deformation rate
in HFF is large, ~10%/s. Therefore, even at small amplitudes of the
cycling deformation, the internal friction due to the anelastic defor-
mation plays a significant role because the energy dissipation rate
is Efr~n<é)2vfr (n is the viscosity; vg is the volume of the regions
where the anelastic deformation takes place). To specify the coeffi-
cients, n and v5, we have to note that metallic glasses, as they were
revealed by means of the field-emission microscopy [5,11], pos-

sess the polycluster structure [7,8] with cluster sizes of ~10 nm.
The intercluster boundaries have a width less than 1 nm [5]. Thus,
the fraction of atoms belonging to the boundaries is ~10~! (com-
pared with conclusions made in Ref.[12]). The maximal shear stress
is in the boundary section oriented at the angle of ~45° to the
external stress. Let us denote this value as o, =o(7/4). Then the
shear stress on the boundary section oriented at the angle /4 +6
is o(mw/4+0)=0mcos0>0.9950,, at 6<0.1. Thus, on average, the
fraction of such boundary sections can be estimated as ~10~1. We
have to take into account that the length of the slip layer, A, deter-
mines the concentration of the stress in the mouth of the layer,
Omouth ~ ( Oshear ) (A/a)1/2, ais the atom size, 0'gear is the shear stress
in the layer. Thus, just comparatively long slip layers can propagate
and initiate nano-cracks. Taking the fraction of long slip layers to be
of the order of 10~!, we have a crude estimation of the dissipation-
energy rate, Efr~10‘3n(é)2V, V is the specimen volume. The shear
viscosity at low temperatures is n~c/ (&) because in the slip layer,
the external shear stress, o, is larger or equal to the boundary yield
stress.

Proceeding from the made remarks and estimations, we can
interpret the obtained results of the HFF as follows. In spite of
the fact that the amplitudes of the cycling compression strains are
comparatively small, #~1073, they are able to produce significant
anelastic and then inelastic deformations, propagation of the slip
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Fig. 3. (a) Optical microscopy and SEM of a fragment of the fracture surface for low-frequency fatigue; (b) Optical microscopy and SEM of the fracture surface of the
high-frequency fatigue-fractured specimen. Crystallites (light spots) cover ~20% of the crack surface. Treatment for 25 min. (N=30,000,000) at an amplitude, A= 14 microns.
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Fig. 4. Scheme of nano-cracks initiation from the slip layers in the polycluster boundaries: (a) an area of polycluster before compression, intercluster boundaries are shown;
(b) a slip layer formed under compression stresses, arrows show directions of the mean shear stress; (c) a slip layer propagates due to the action of the cycling stress; and

(d) nano-cracks along the intercluster boundaries are initiated.

layers, and initiation and propagation of the nano-cracks for two
reasons.

First, the probability of the “long” slip-layer formation in the
properly oriented boundaries is comparatively large, ~10-3 of all
atoms are involved in the anelastic and inelastic deformations,
which lead to the nano-crack formation and propagation. The
observed large uncertainty of the fatigue-endurance limit is caused
by uncontrolled nano-scale structure heterogeneities and extended
defects of the tested specimens.

Second, due to the internal friction caused by anelastic and
inelastic processes, a considerable amount of the deformation
energy is transforming into heat and increases the temperature
of the specimen. The heat enhances the diffusional activity and
induces the observed crystallization. The low thermal conductivity
of BMGs (~4-7 x 10~3 W/cm K) [13] provides an essential increase
of the specimen temperature in spite of its contacts with massive
details of the test device. The temperature increase facilitates the
thermal activation of the slip layers and nano-crack propagation
and mergence. It has to be noted that at LFF, the heating effect
becomes essential just at the last, fast fracture stage.

In Fig. 4, different initial stages of the non-elastic deformation
are schematically shown for BMG polyclusters. One can see that
the slip layer initiated by external cycling-compression stresses at
the itercluster boundary is propagating and initiating nano-cracks.
Propagation and mergence of the nano-cracks in the specimen body
lead to the fracture.

5. Conclusions

e The annealing stages of the irradiated specimens reveal the exis-
tence of two annealing stages above 100K. They are attributed
to the stable vacancies and vacancy complexes in BMGs. The
vacancy mobility is a thermally activated process as it has to be
in polyclusters.

e Compression-compression LFF and HFF experiments show that
the fatigue-endurance limit and the fracture mode essentially
depend on the frequency.

e At LFF, the catastrophic crack angle is nearly 7r/4, and the fracture
surface is consisting of the crack-initiation, crack-propagation,
fast fracture, and melting regions.
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e At HFF, multiple inner nano-cracks initiation, propagation, and
mergence take place at rather small strain amplitudes, &~1073.
On average the catastrophic crack-propagation direction forms
the considerably less than 7/4 angle with the stress direction. The
fatigue-endurance limit is a random quantity with large disper-
sion. The release of the comparatively large deformation energy
due to the friction in the slip layers and cracks produces local heat,
resulting in the acceleration of the crack propagation, diffusion
enhancement, and growth of crystallites. The fraction of the frac-
ture surface covered by the crystalline precipitates reaches ~20%.

e One can conclude that ultrasonic vibrations induce irreversible
changes of the BMG structure even at small amplitudes.
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