LONF-8508107-]

DAMAGE-RATE GRADIENT EFFECTS ON RADIATION~INDUCED SEGREGATION AND
PHASE STABILITY IN IRRADIATED ALLOYS*

N. Q. Lam and P. R. Qkamoto
Materials Science and Technology Division

Argonne National Laboratory
Argonne, Illinois 60439

CONF~8508107~~1
DE85 016605

July 1985

by 3 contrsctosr of the U.S. Government
undar contract Na, W-31-1D9-ENQ-BB. !
Accardingly, the U, S. Goverament retains a { !
nanexclusive, royalty-free license to pubhs.h .
of reproduce the published form of this | |
cantsibystion, or aliow others 10 do 50, for | i
U. S. Government purposes. t

The submitted iot has been authored 1

DISCLAIMER

This report was prepared as an account of work sponsored by an agency of the United States
Government. Neither the United States Government nor any ageacy thereof, nor any of their
cmployees, makes any warranty, express or implied, or assumes any legal liability or responsi-
bility for the accuracy, completeness, or usefulness of any information, apparatus, product, or
process disclosed, or represents that its use would not infringe privately owned rights. Refer-
ence herein to any specific commercial product, process, or service by trade name, trademark,
manufacturer, or otherwise does not necessarily constitute or imply its endorsement, recom-
mendation, or favoring by the United States Government or any agency thereof. The views
and opinions of authors expressed hercin do not necessarily state or reflect those of the
United States Government or any sgency thereof.

HASTER

Invited paper, to be presented at the "International Seminar on Solute Defect

f;;graction: Theory and Experiment", Kingston, Ontario, Canada, August 5~9,

*Work supported by the U. S. Department of Energy.

>~

OISTRIBUTION OF THIS FOCUSENT 53 UMUMITED (



DAMAGE~-RATE GRADIENT EFFECTS
ON RADIATION-INDUCED SEGRE
PHASE STABILITY IN IRRADIATED ALLOYS* CATION 41D

N. Q. Lam and P. R. Okamoto
Materials Sclence and Technology Division
Argonne National Laboratory
Argonne, Illinois 60439

July 1985

The submitted manuscript has been authored
by a contractor of the U. S. Govermment
under contract No. W-31-109-ENG-38.
Accordingly, the U. S. Government retains a
nonexclusive, royalty-free license to publish
or reproduce the published form of this| |
contribution, or allow others 10 do so, for
U. S. Government purposes. i

e’

Invit
12Zer:gt£2gfr’T;:o:; Z:zs;nted at tEe "International Seminar on Solute Defect
Inter xperiment”, Kingston, Ontario, Canada, August 5-9

]

*
Work supported by the U. S. Department of Energy.
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ABSTRACT

Recent studies have shown that significant compositional redistribution in irradi-
ated alloys can be induced by the gradients in the atomic displacement rates
resulting from nonuniform defect production, in addition to the commonly-observed
solute segregation at defect sinks. This process gives rise to complex local
phase transformations during light-ion bombardment or irradiation with focused
electron beams in the high-voltage electron microscope. Results of our theoreti-
ical and experimental investigations of this phenomenon are discussed. The impli-
cations of the observed effect in a number of areas of materials science are
assessed.
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INTRODUCTION

The relevance of radiation—induced phase instability to the engineering of
materials used in irradiation environments, and the potential application of
radlation—-assisted modifications of subsurface alloy compositions have recently
stimulated the search for a fundamental understanding of processes and mechanisms
by which alloy phases are transformed during elevated-temperature irradiation.

The stable state of an alloy durlng its high-temperature service is generally
known with the ald of existing phase diagrams or may, in principle, be predicted
theoretically from thermodynamic criteria [l]. The alteration of the phase
stability of alloys by irradiation is a new development, which can be encountered
when materials are subjected to irradiation. A number of processes can give rise
to the appearance of unexpected phases: (a) radiation—induced disordering of
ordered phases [2], (b) recoll dissolution of thermodynamically-stable precipi-
tates [3], (c¢) radiation—induced changes in free energles, and hence in the rela-
tive stability of phases [4], (d) radiation-enhanced diffusion, which signifi-
cantly increases the rate of achieving phase equilibrium [5], and (e) radiation—
induced segregation (RIS) of alloying elements [6-13]. .Among these various



—~{processes, RIS has been found to have a profound effect on the phase microstruc~

-

.ture of alloys. This phenomenon causes significant compositional redistribution,
‘effectively shifting local alloy compositions into different parts of the phase
‘diagram. Thus, on a local scale, RIS tends to drive alloy systems away from
.thermodynamic equilibrium.

l I ' )
RIS results from the drift of solute atoms in a radiation—produced point-defect
concentration gradient. In general, a gradient in vacancy or interstitial con-
‘centration gives rise to a flow of defects, with a corresponding flow of atoms.
If solute atoms do not participate in this flow in proportion to their local
‘concentration, e.g. because of defect—-solute interactions, a net drift of solute
iatoms relative to the lattice planes will take place. During irradiatioa, the
.defect flow persists in time, thus local elemental concentration gradients will
‘be set up and maintained. Strong local solute enrichment or depletion can result
‘in precipitation of a new phase whenever the solute solubility is exceeded, or
.dissolution of a pre-existing phase, respectively. Persistent defect fluxes

‘originate from the spatial nonuniformity in defect annihilation and/or defect
.production. Local elimination of point defects at extended sinks, such as dislo~

‘cations, volds, grain boundaries and surfaces can induce them. Significant RIS

.and resulting precipitation of a new phase at these sinks have been routinely

‘observed in many irradiated alloys [12,13]. Defect trapping at local inhomo-
genelties, such as solute clusters and coherent interfaces that enhance defect
recombination, can also give rise to persistent defect fluxes [12]. Another
cause 1is the gradient in the damage rates resulting from spatially-nonuniform
defect production, e.g. during light—-ion bombardment or irradiation with focused

‘electron beams in the high-voltage electron microscope (HVEM) [8, 14-20]. The

present paper focuses on the influence of displacement-rate gradients on the
kinetics of RIS and its impact on phase destabilization in irradiated alloys.
The implications of the observed effects in a number of areas of materials

'sclence are discussed.

‘RIS AND LOCAL PHASE INSTABILITY IN ION-BOMBARDED ALLOYS

The simplest demonstration of the damage-rate gradient effects on RIS can be
taken from the experimental observations in ion-bombarded Ni-Si alloys. In this
case, the gradients result from the one-dimensional nonuniformity in the defect
production. This nonuniformity is more severe with light ions than with heavy
ions. For example, as shown by the dotted curve in the left insert of Fig. 1 for
250-keV H' on Ni, the defect-production rate is small and virtually uniform in
the near-surface region, but increases rapidly to a maximum value before dropping
off to zero near the end of range. The peak rate is ~20 times larger than the
near-surface rate. Consequently, defect fluxes that provide the driving forces
for RIS are generated not only in the vicinity of defect sinks, including the
bombarded surface, but also near the peak—-damage depth where steep defect concen-
tration gradients exist. The combination of defect fluxes near the surface and
in the peak—damage reglon modifies the alloy phase microstructure in a péculiar
fashion, as shown in Fig. 1 for a supersaturated Ni-12.7 at.X Si alloy irradiated
at 550°C [21]. Presented here is a cross-sectional view of the bombarded zone
showing local segregation—induced phase transformations. This type of phase
instability can be interpreted as follows. Persistent defect fluxes in the alloy
generated net fluxes of Si atoms in the same direction (Si1 has a preferential
association with interstitials in Ni-51 alloys [13]) to the bombarded surface and
out of the peak-damage region into the mid-range and beyond-range regions. Our
theoretical calculations (Fig. 1, left insert), as well as experimental measure-
ments [21], indicated that strong S{ enrichment took place in those regions where
there was a net influx of Si atoms, at the expense of severe Si depletion in the
neat-surface and peak—damage zones. In fact the shape of the Si concentration
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Fig. 1. Dark-field image, in cross section, of ¥ —Ni3Si precipitates formed in a
Ni~12.7 at.% Si alloy bombarded with 250-keV H¥ at 550°C. The le:t
insert illustrates the damage-rate distribution (dotted curve) and the
Si concentration profile calculated using the physical parameters
tabulated in ref. 17 (solid curve).

profile resembles the plot of the defect-flux divergence, because the rate of
solute accumulatign or depletion at a given depth, BC /3t = -V-JS is
proportional to vgc (with d standing for vacancies or interstitials) [15]. As a
result of local Si enrichment, ay -Ni3Si precipitate f1lm formed on the surface,
and coherent y' particles precipitated out in the mid-range and beyond-range
regions. The measured spatial distribution of the y' phase is in good agreement
with the calculated Si redistribution profile. The same observations were also
made in undersaturated Ni-Si solid solutions by Janghorban and Ardell [14,22].

RIS AND LOCAL PHASE INSTABILITY IN HVEM-IRRADIATED ALLOYS

During the past decade, the HVEM has been widely used to study the response of
alloys to displacement damage. In order to reproduce in short times many of the
high-dose effects observed in reactor-irradiated alloys, such as void formation,
radiation-enhanced coarsening, and radiation—induced segregation and precipita-
tion, HVEM irradliation experiments routinely employ highly-focused electron
beams. Although such beams typically have a Gaussian flux distribution, and
hence generate displacement-rate profiles that are radially nonuniform, it has
traditionally been assumed that radial gradients in the displacement rate have no
significant consequences on the kinetics of these processes. However, recent
theoretical modeling [17,18] and experimental studies [18,19] indicate that such
gradients can profoundly influence the kinetics of RIS in alloy films. Model
calculations of two-dimensional RIS [17] have shown that the compositional redis-
tribution induced by focused electron beams consists of two components. At
relatively short irradiation times, axial segregation occurs at the f£ilm surfaces
due to the proximity of these surfaces ‘which act as defect sinks. Then, as the
irradiation continues, radial segregation becomes important, gradually af.ecting
the kinetics of axial segregation. The time scale for the occurrence of these
components, and the competition between them depend on the beam characteristics,



e.g., the beam size relative to the film thickness, The average alloy compc..ition
in the irradiated zone can beccme drastically different from that of the unirradi-
ated alloy, because of the atom transport from or to the region surrounding the
irradiated zone under the influence of radial fluxes. As a result, radiation-
induced formation of a new phase or disappearance of pre—existing phases may take
place within the irradiated volume.

The beam-induced composition changes can be better understood in terms of the
point-defect concentration gradients produced by the irradiation. As shiown
schematically in Fig. 2, the shape of the point—-defect concentration profile in
the radial direction wil: simply be a diffusion-broadened version of the beam
intensity profile. During irradiation, the radial gradients induce a radial

Fig. 2. Schematic 1llustration Dy
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flow of defects outward from the center of the beam. Due to the proximity of the
foil surfaces, an axial flow of defects toward the surfaces will also occur. Both
the radfal and axial defect fluxes will in turn induce a net flow of solute

atoms. The resulting solute concentration profile in the radial direction will
resemble the radial variations in the point—-defect flux divergence profile, Cqs
as discussed in the above section. When the fluxes of solute atoms and point
defects are in opposite directions, as observed _in, e.g., Ni-Al alloys, then
solute enrichment will occur in reglons where vzcd is negative. The diameter of
this region is equal to twjce the standard deviation of the beam profile. Outside
this central zone, where C, 1s positive, a depletion in the Al concentration
will occur. On the contrary, in alloys in which the solutes segregate in the same
direction as the %Sfect fluxes (e.g., in Ni-Si), solute enrichment wil} take place
in regions where V°Cy is positive, and depletion will occur wherever V-Cy is
negative.

Systematic experiments were carried out recently to demonstrate these effects of




radial displacement-rate gradients. A particularly striking example is presented
in Fig. 3. This series of dark-field mlcrographs shows beam-induced changes
occurring in an initially-uniform dispersion of y'-Ni,Al precipitates in a Ni-12.7
at.Z Al alloy. The irradiation was carried out at 700°C using a focused beam of
1-MeV electrons. The effective diameter D, shown by the circle at f&me ﬁero is
0.64 m, and the electron flux at the center of the beam was 5 x 10" 7/cm“s.

During irradiation, Al atoms are drawn toward the center of the beam, causing
rapid growth of precipitates within a central circular zone of appreximately 0.7Do
in diameter. Outside this zone, precipitates become unstable and dissolve. The
precipitate—-free zone defines the region from which Al atoms are drained.
Precipitates in this region dissolve when the Al concentration falls below the
solubility 1limit of Al in Ni (11.6 at.% Al at 700°C [23]). The beam—induced
changes In alloy composition can be sufficiently large to induce homogeneous
precipitation in normally stable undersaturated solid solutions. This is
demonstrated in Fig. 4 for a Ni-10 at.% Al alloy film irradiated at 700°C. The
left insert of Fig. 4 shows the calculated time evolution of the Al concentrations
at the foll surface_and center, Cgl and Cgl, respectively, during irradiation
(17,18]. After ~403s, Cgl starts to exceed the Al solubility limit. Thus, a new
phase 1s expected to appear at this time and grow as the irradiation goes on. The
experimental observations are shown by the micrographs in Fig. 4. Indeed, new ¥'-
Ni3Al particles were formed in the beam center after ~900 s and then gradually
spread outward within the irradiated area. The precipitates were not distributed
uniformly in the axial direction, but, as predicted, were concentrated near the
midplane of the foll where the surface sink effect i1s smallest.

Fig. 3. Dark—field micrographs showing the evolution of the precipitate micro-
structure in a two-phase Ni-12.7 at.% Al alloy during irradiation at

700°C with 1-MeV electrons.
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Fig. 4. Bright-field images showing the formation of coherent y'-Ni3Al
precipitates within the irradiated zone in a N1-10 at.% Al alloy
irradiated with 1-MeV electrons at 700°C. The left insert shows the
calculated time dependence of the Al concentrations at the surface and

center of the foil.



An example of electron beam~induced phase instability in Ni-Si alloys 1s given in
Fig. 5. Here, the RIS behavior is opposite to the one observed in the Ni-Al
system, because the Si atoms and point defects diffuse in the same dirzction-
After a few seconds of irradiation, a y'-Ni3S1 precipitate film formed on each of
the foll surfaces. It appeared first at the beam center and then grew radially
outward to cover the entire irradiated area. Spatially, the surface y'~film
thickness was not uniform, it was maximum at the center and decreased 1in the
radial direction to zero at the edge of the beam. Furthermore, as the irradia-
tion continued, a rinz of coherent ¥' particles was observed near the edge of the
irradiated zone. This ring 1is a charactzristic feature of irradiations of alloys
carried out with highly-focused beams and results from the effects of radial
segregation. The appearance of this y' ring 1s thus similar to the ¥' precipita-
tion observed in the mid-range and beyond-range regions of proton-bombarded Ni-Si
alloys discussed in the above section. Radial segregation led to a severe
depletion of Si in the center of the irradiated zome, which, in tura, induced
back—-diffusion of Si1 atoms from the surface regions. Consequently, for long
irradiations, the surface y' films gradually dissolved into the matrix and

eventually disappeared.

Fig. 5. Dark-field image showing
local phase transformations
in a two-phase Ni-12.7 at.%
81 alloy foil irradiated
with 1-MeV electrons at
600°c [24].

The mean diffusion length involved in the radjal segregation process 1s the dis-
tance between the center of the beam, where V°C, is a minimum, and the point where
it attains 1its maximum value (see Fig. 2), i.e., the distance between regions of
maximum enrichment and maximum depletion. This radial distance is approximately
equal to the effective beam radius 0.5D,. Hence, at a given temperature, and for
a fixed peak electron flux, the time required to produce a given change in alloy
composition at the center of the beam should increase in proportion to the square
of the beam diameter. To demonstrate this experimentally, the incubation time
required to initiate precipitation of yY'-NijAl particles in the center of the
irradiated zone in a N1-10 at.%Z Al alloy was measured as z function of beam
dlameter. The irradiations were carried ont at 700°C, using fully-focused beams
with bfsm conditions adjusted to maintaln a constant peak electron flux of

5 x 10'?/cm“s for each beam diameter employed. The results are showm in

fig. 6. The measured incubation times indeed exhibit the expected parabolic

dependence on beam diameter.
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Fig. 6. Incubation times for beam—-induced precipitation in a Ni-10 at.% Al alloy
measured as a function of beam dlameter. Some bright-field images
showing the time evolution in the phase microstructure are inciuded.

The dashed circles indicate the effective beam sizes.

IMPLICATIONS OF THE DAMAGE-RATE GRADIENT EFFECTS

The present work demonstrates that the kinetics of RIS in a given alloy system
depends not only on temperature, but also on the spatial characteristics of the
damage-rate profile, since the defect fluxes that provide the basic driving forces
for RIS are produced in any reglon where the damage rate changes rapidly. In the
ion-bombardment case, such regions exist near the peak-damage depth in irradiated
materials. Yet, it is precisely in this region, where the compositional changes
due to RIS are expected to be quite severe, that experimental measurements of the
damage structure (e.g. voids and dislocations) have most frequently been made.
Unambiguous interpretations of these data will require a careful analysis of
complex RIS effects. In the case of electron irradiation of thin alloy films, the
dependence on beam size and shape poses a number of previously-unrecognized
problems for in situ HVEM studies of radiation—induced phenomena sensitive to
alloy composition. First, there is a problem in the interpretation of dose-rate
effects, In practice, the dose-rate dependence is determined by measuring
property changes as a function of the peak electron flux. However, it is
difficult to obtain large changes Iin peak electron flux without also changing the
beam diameter. Consequently, changes in kinetics resulting solely from changes in
peak electron flux cannot be separated from displacement-rate gradient effects.

In fact, it is doubtful whether the ordinary concept of a dose-rate dependence can
retain its usual physical significance when highly-focused beams are employed to
study composition-sensitive phenomena under conditions where displacement-rate
gradients dominate the kinetics. Second, most quantitative studles of radiation-



enhanced coarsening have been carried out in the HVEM using highly-focused beams.
The Ni-12.7 at.% Al alloy shown in Fig. 3 has frequently been used as a classic
model system for such studies. The present work clearly shows that RIS driven by
displacement-rate gradients will overwhelm simple radiation—enhanced coarsening
processes. And third, focused beams have also commonly been employed for in situ
HVEM studies of RIS at grain boundaries. The results have generally been inter-
preted In terms of compositional changes induced by defect flow to the grain
boundary. However, when highly-focused beams are centered on the boundary, the
radial defect fluxes generated by the beam will not only oppose the defect flux
towards the boundary, but will also be larger in magnitude. As a consequence, the
observed segregation may appear to contradict the expected behavior. An example
i1s given in Fig. 7. Here, a zone contalning a grain boundary in a supersaturated
Ni-12,7 at.% Al sample, which had been pre-bombarded with 1-MeV protons at 525°C,
was irradiated with a focused beam of 1-MeV electrons at 600°C. Before electron
irradiation, radfation—induced coherent y' particles were observed in the interior
of grains and y'-denuded zones formed on both sides of the grain boundary,
consistent with previous observations that Al depletion was radiation-induced at
defect sinks. However, this normal segregation behavior was completely changed by
HVEM firradiation, as shown in Fig. 7. Radial RIS led to strong Al enrichment and,
consequently, precipitation of the ¥y' phase at the grain boundary.
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Fig. 7. Precipitation of the y' phase at the grain boundary in a Ni-12.7 at.% Al
alloy during 1-MeV electron irradiation at 600°C.

The implications of the present work extend beyond radiation effects per se. As
shown in Fig. 6, composition changes driven by radial displacement gradients occur
at increasingly rapid rates as the beam dlameter 1is reduced. For example, the
time required to increase the Al concentration in Ni-Al alloys by more than 20% is
only a few hundred seconds as the diameter approaches 0.5 im. These times arz
typical of those used to acquire EDX and EELS spectra in modern analytical
electron microscopes. Since the current trend in microchemical analysis 1s to
employ higher accelerating voltages, higher beam currents and smaller probe sizes,
displacement-rate gradient effects are likely to become an important problem for
EDX and EELS. Due to the extremely small probe size employed by these techniques,
significant changes during analysis may cccur in many materials, even near room

temperature.

Finally, the ability to locally modify the alloy composition, and the nature, den-
sity and distribution of precipitates by irradiation wit! {ghly-focused electron
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—qmbeans may offer a new, efficlent method for producing local regions of controlled“

conposition and microstructire in thin £Ilms on a nanometer scale. Potential
-applications in the area of device fabrications for integrated circuits should be

‘explored. |
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