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Primitive meteorites contain isotopes that are the decay products
of short-lived nuclides in the early Solar System"”. The relative
abundances of these isotopes provide a means to determine
timescales for the formation and accretion of primitive Solar
System objects, the abundances of the parent nuclides being fixed
when these objects solidified. The abundances can also be used to
investigate the source of the nuclides (such as 41Ca, °Al, *°Fe, >*Mn
and "7Pd), although this is an area of controversy. The nuclides
could have originated from a single stellar object’®, such as a
nearby red-giant or a supernova. But observations of enhanced
ion fluxes in a molecular cloud’ have led to other models*" in
which these nuclides are formed by energetic particle irradiation
of gas and dust in the protosolar molecular cloud; alternatively,
irradiation by energetic particles from the active early Sun may
have occurred within the solar nebula itself''"'®. Here we show
that there is a correlation between the initial abundances of *'Ca

and *°Al in samples of primitive meteorite (as inferred from their
respective decay products, *'K and **Mg), implying a common
origin for the short-lived nuclides. We can therefore rule out the
mechanisms based on energetic particle irradiation, as they
cannot produce simultaneously the inferred initial abundances
of both nuclides. If, as our results suggest, a single stellar source is
responsible for generating these nuclides, we can constrain to less
than one million years the timescale for the collapse of the
protosolar cloud to form the Sun.

We made the measurements of Mg and K isotope compositions in
small domains (~10 wm) of refractory hibonite (CaAl;,-,, Mg, Ti,019)
grains present within Ca—Al-rich inclusions (CAls) or as isolated
fragments in three primitive meteorites. The main objectives of this
study were to look for **Mg and *'K excesses resulting from in situ
decay of the two short-lived nuclides *'Ca (mean life, 7 =~ 0.15 Myr)
and *°Al (7~ 1Myr) present at the time of formation of the
hibonites and to test for a possible correlation between the amounts
of these nuclides present in the early Solar System. The analysed
samples include fragments of individual crystals and grains present
in hibonite—spinel-rich refractory spherules from the CM chondrite
Murchison, and grains present in CAls found in two CV3 chon-
drites, Allende and Efremovka. Seven of the analysed hibonites were
hand-picked from an HF—HCI insoluble residue of a large piece of
the Murchison meteorite. An additional hibonite fragment (SH-7)
was hand-picked from an exposed surface of Murchison and
another sample (BB-4; a spherical hibonite—spinel-rich object)
was recovered from the dense fraction of the powder produced by
freeze—thaw disaggregation of another piece of Murchison. Polished
sections of three hibonite-bearing CAIs (HAL and USNM 3529-42
from Allende and E50 from Efremovka) were also included in our
study. The Mg and K isotopic measurements were carried out at the
Physical Research Laboratory, Ahmedabad, India, with a high-
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Figure 1 Magnesium and potassium isotopic compositions in hibonites from
three primitive meteorites. Measured Mg and K isotopic ratios (**Mg/?*Mg and
#IK/®°K) in meteoritic and terrestrial hibonites plotted as a function of their
2"Al/%*Mg and *°Ca/*K ratios, respectively (error bars are 1¢). a, Magnesium
isotopic data from 12 analyses of Murchison hibonites, together with three from
the Efremovka CAl E40 and six from the Allende CAl 3529-42. The filled symbols
represent hibonites from these meteorites with excess Mg (*Mg/?*Mg > 0.13932);
the open symbols represent hibonites devoid of measurable 2Mg excess. Data
for terrestrial hibonite are consistent with the reference Mg isotope ratio
(*Mg/#*Mg = 0.13932; the dashed horizontal line). The solid line represents the
expected evolution of a closed Mg-Al system with initial 2Al/2’Al of 5 x 1075,
Mg-Al isotopic data for the Allende (HAL) hibonite?' (not plotted) indicate high
2TAI/%*Mg ratio (>10% with a very low initial °Al/?’Al of ~5x 1078, b, The K
isotopic data; same symbols (filled or open) as in a are retained for representing
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the analysed hibonites. The larger error bars result from the low count rates at
masses 39 and 41 due to the low K content (<1 p.p.m.) in the hibonites. The solid
lines represent the expected evolution of a closed K-Ca isotope system with initial
“Ca/®Ca of 1.4 X 1078, The initial ‘Ca/*Ca values for the three data sets with *'K
excessare (1.41 + 0.568) x 10~ ¢ (Efremovka; three data points), (1.09 + 0.34) x 10~8
(Murchison hibonites; seven data points) and (1.39 + 0.34) X 108 (Allende 3529-
42; six data points); errors are 2¢. Two analyses of Allende (HAL) hibonite did not
reveal “'K excess (open squares). Another measurement of HAL yielded **K count
rate below our counting system background (0.01 ¢s™); we infer an upper limit for
the initial ¥'Ca/*°Ca from this analysis at 3 x 10~% and a “*Ca/*K ratio of >2 x 108
(not plotted in the figure). The K isotopic ratios of the five Murchison hibonites
devoid of Mg excess and of terrestrial hibonite (Ca/K < 10°) and pyroxene
(Ca/K > 10°%) are consistent with the reference K isotopic ratio (*'K/°K = 0.072;
the dashed horizontal lines).
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mass-resolution Cameca ims-4f secondary ion mass spectrometer
using procedures described in detail elsewhere'**’. Measurement of
the isotopic composition of Mg was followed by that of K at the
same spot in each hibonite. In one case (HAL hibonite from
Allende) we only measured the K isotope composition, as the Mg
isotopic composition had been studied in detail earlier*".

In Fig. 1, we show the measured Mg and K isotopic compositions
in the analysed hibonites. The details of the data reduction pro-
cedure are described elsewhere'’. We carried out multiple analysis of
hibonites in the Allende and Efremovka CAls, and in two of the
larger Murchison samples. Single analysis of both Mg and K isotopic
compositions was carried out in the other smaller (< 50 um)
Murchison hibonites. The filled symbols in Fig. la represent
hibonites from the three meteorites that have excess *°Mg from in
situ decay of °Al, the open symbols those devoid of any measurable
excess. The measured **Mg/**Mg ratio for terrestrial Madagascar
hibonite is consistent with the reference value” of 0.13932. The solid
line represents the expected evolution for a closed Al-Mg isotope
system with an initial *°Al/*’Al ratio of 5 X 10~°, the commonly
accepted initial abundance ratio at the time of formation of most of
the CAIs”. In Fig. 1b, we show the results from the K isotope
measurements. The data for terrestrial hibonite (and pyroxenes
with high Ca/K ratios) are consistent with the reference *'K/*K ratio
of 0.072 (ref. 24) represented by the dashed horizontal lines. The
solid lines represent the expected evolution for a closed K—Ca
isotope system with an initial *'Ca/*’Ca of 1.4 X 107%, inferred
from the data obtained from the study of the Efremovka CAIs"**.

The data presented in Fig. 1 show that hibonites with excess *’Mg
also have excess *'K and this correlation holds on a microscopic
(~10 wm) scale. Further, hibonites having excess **Mg and *'K also
have initial *°Al/*’Al and *' Ca/*’Ca ratios close to their characteristic
early Solar System values of 5 X 107> and 1.4 X 10~%, respect-
ively'?. We also note that when there is no excess **Mg correspond-
ing to the decay of *Al (as in several Murchison hibonites), or when
the inferred *°Al/”’Al ratio is extremely low (for example in the
Allende HAL hibonite?'), we do not have any detectable *'K excess.
We therefore conclude that the abundances of the two short-lived
nuclides *°Al and *'Ca in the early Solar System are intimately
connected, indicating that they had a common origin. The absence
of excess *°Mg and *'K in some of the hibonites may indicate a
coupled heterogeneous distribution of these two nuclides in the
solar nebula, or secondary processing that may have caused redis-
tribution or exchange of both Mg and K isotopes in these cases
leading to the observed normal isotopic compositions. There is
petrographic evidence® for secondary processing in the case of the
Allende CAT HAL, notably in the hibonite. However, it is difficult to
draw specific conclusions in the case of the Murchison hibonites
devoid of Mg and *'K excess, as the exact petrographic context of
these hibonites, obtained by direct picking or acid dissolution of
bulk meteorite samples, is unknown. The observed correlation
between 2°Al and *'Ca would be further substantiated if samples
with a lower initial **Al/”’Al and well behaved Al-Mg systematics
could be found, where one would not expect excess *'K. For
example, a sample with an initial *°Al/*’Al value of ~2.5 X 10 °
would have an expected excess in *'K below our detection limit.
Unfortunately, none of the samples analysed either by us or others
satisfy the requirements of both a low initial *°A1/*’Al and a high
Ca/K ratio necessary for K isotopic study.

The observed correlations between the two short-lived nuclides
Al and *!Ca in refractory hibonite grains from primitive meteor-
ites indicate that these two nuclides originated from a common
source and followed the same pathways in the solar nebula before
incorporation into these early Solar System solids. Although it is
possible that both nuclides could have been produced during
energetic particle irradiation either in a molecular cloud or in the
early Solar System, we face the problem of matching the observed
initial “°Al/’Al and *'Ca/**Ca abundances of 5 X 107° and
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1.4 X 10~ %, respectively. Extensive calculations that consider pro-
duction of *'Ca, *Al, >>Mn and **Cl by energetic particles within a
molecular cloud complex™'’, or by energetic particles emanating
from an active early Sun and interacting with solar nebular gas''~'*'¢
or early Solar System solids">~'>'*%, clearly show that production of
enough *°Al to match the observed initial *°Al/*’Al ratio will result
in a value of *'Ca/*’Ca more than an order of magnitude higher than
observed. Overproduction of >Mn and **Cl by a similar magnitude
is also predicted. One way to circumvent the problem of over-
production of the shorter-lived nuclide *'Ca (7 = 0.15 Myr) will be
to invoke a time interval of a few times 10° years, between the
cessation of production by energetic particles and the formation of
the analysed hibonites, so that the abundance of *'Ca goes down
while that of °Al (7 =~ 1 Myr) remains essentially unaffected. How-
ever, it is difficult to support such an ad hoc hypothesis and the
problem of overproduction of the relatively longer-lived nuclide
*Mn (r =5.3 Myr) will remain.

On the other hand, specific models have been proposed to explain
the observed initial *°Al/”’Al and *'Ca/*’Ca ratios in early Solar
System objects in terms of the production rates of these nuclides in
different stellar sources such as a thermally pulsing asymptotic giant
branch (TP-AGB) star, a massive supernova or a Wolf—Rayet
star***, The choice of the most probable stellar source is made
difficult by the two free parameters involved in these models; the
dilution of the freshly synthesized stellar material by material in the
source region and later with protosolar cloud material, and the time
interval between the injection of the freshly synthesized nuclides
into the protosolar cloud and the formation of the early Solar
System objects, such as the hibonites analysed in this work. How-
ever, if we consider the dilution factor to be similar for both **Al and
*!Ca, a TP-AGB star seems to be a likely candidate'®. A final
resolution of the most plausible stellar source of these nuclides
will require a better understanding of the interactions of these stellar
objects with their surroundings®*** as well as the dynamics of the
eventual injection of freshly synthesized nuclides into the protosolar
cloud, an event that could have triggered its collapse®*.

In conclusion, our data do not support the proposals that
energetic particle interactions within the protosolar molecular
cloud or later in the solar nebula led to the production of the
short-lived nuclides *°Al and *'Ca present in the early Solar System.
Of course, we cannot completely rule out any contribution from this
process; but if it is there, it must be at a much lower level than the
contribution from the stellar source and may be ignored. Although
the stellar source for the short-lived nuclides in the early Solar
System cannot be identified unambiguously, a stellar origin for
these nuclides, and particularly for *'Ca with a mean life of 0.15 Myr,
constrains the timescale for the collapse of the protosolar cloud to
form the Sun and some of the first Solar System objects to less than a
million years>»'**3!, O
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metals atvery small grain sizes
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Nanocrystalline solids, in which the grain size is in the nanometre
range, often have technologically interesting properties such as
increased hardness and ductility. Nanocrystalline metals can be
produced in several ways, among the most common of which are
high-pressure compaction of nanometre-sized clusters and high-
energy ball-milling'~*. The result is a polycrystalline metal with
the grains randomly orientated. The hardness and yield stress
of the material typically increase with decreasing grain size, a
phenomenon known as the Hall-Petch effect™. Here we present
computer simulations of the deformation of nanocrystalline
copper, which show a softening with grain size (a reverse Hall-
Petch effect’”) for the smallest sizes. Most of the plastic deforma-
tion is due to a large number of small ‘sliding’ events of atomic
planes at the grain boundaries, with only a minor part being
caused by dislocation activity in the grains; the softening that we
see at small grain sizes is therefore due to the larger fraction of
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atoms at grain boundaries. This softening will ultimately impose a
limit on how strong nanocrystalline metals may become.

To simulate the behaviour of nanocrystalline metals with the
computer, we construct nanocrystalline ‘samples’ with structures
similar to those observed experimentally: essentially equiaxed dis-
location-free grains separated by narrow straight grain boundaries'.
Each sample contains 8—64 grains in a 10.6-nm cube of material,
resulting in grain sizes from 3.3 to 6.6 nm. The grains are produced
by a Voronoi construction®: a set of grain centres are chosen at
random, and the part of space closer to a given centre than to any
other centre is filled with atoms in an f.c.c. (face-centred cubic)
lattice with a randomly selected crystallographic orientation. A
typical ‘sample’ is shown in Fig. la. To mimic the system’s being
deep within the bulk of a large sample, the system is replicated
infinitely in all three spatial directions (periodic boundary con-
ditions). The forces between the atoms are calculated with the
effective-medium theory™'’, which suitably describes many-atom
interactions in metals. The metal chosen for these simulations is
copper; very similar results were obtained with palladium. Before
deforming the system we ‘anneal’ it by running a 50-ps molecular
dynamics simulation at 300 K, allowing unfavourable configura-
tions in the grain boundaries to relax. Doubling the duration of
annealing does not have any significant effect, nor does an increase
in the temperature to 600 K.

The main part of the simulation is a slow uniaxial deformation
while minimizing the energy with respect to all atomic coordinates.
The deformation is applied by expanding the simulation cell in one
direction, while the size is allowed to relax in the two perpendicular
directions.

The initial and final configurations of such a simulation with a
total strain of 10% are shown in Fig. 1. We see how the grain
boundaries have become thicker, indicating that significant activity
has taken place there. In the grains a few stacking faults have
appeared. They are the signature of dislocation activity within the
grains.

To facilitate the analysis of the simulations, we identify which
atoms are located at grain boundaries and which are inside the
grains, by determining the local crystalline order'"'?. Atoms in local
f.c.c. order are considered to be ‘inside’ the grains; atoms in local
h.c.p. (hexagonal close-packed) order are classified as stacking
faults. All other atoms are considered as belonging to the grain
boundaries. Unlike conventional materials, where the volume
occupied by the grain boundaries is very small, a significant fraction
(30-50%) of the atoms are in the grain boundaries, in agreement
with theoretical estimates®.

As the deformation takes place, we calculate the average stress in
the sample as a function of the amount of deformation. For each
grain size we simulated the deformation of seven different initial
configurations. Figure 2a shows the obtained average deformation
curves. We see a linear elastic region with a Young’s modulus around
90-105 GPa (increasing with increasing grain size), compared with
124 GPa in macrocrystalline Cu (ref. 13). This is caused by the large
fraction of atoms in the grain boundaries having a lower Young’s
modulus'". A similar reduction is seen in simulations where the
nanocrystalline metal is grown from a molten phase'®. The elastic
region is followed by plastic yielding at around 1 GPa, and finally the
plastic deformation saturates at a maximal flow stress around 3 GPa.
The theoretical shear stress of a perfect single crystal is approxi-
mately 6 GPa for the potential used.

The main deformation mode is illustrated in Fig. 3b, where the
relative motions of the atoms is shown. We see that most of the
deformation occurs in the grain boundaries in the form of a large
number of small sliding events, where only a few atoms (or some-
times a few tens of atoms) move with respect to each other.
Occasionally a partial dislocation is nucleated at a grain boundary
and moves through a grain. Such events are responsible for a minor
part of the total deformation, but in the absence of diffusion they are
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