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ABSTRACT

Shock-wave equation-of-state (Hugoniot) data for initially porous
and nonporous samples of iron provide experimental support for
theoretically calculated properties of the earth's core, and show that
whereas both densities and bulk moduli in the outer core are less than
those of Fe under equivalent conditions (by about 107 and 127 respectively)
their gradients with pressure are consistent with gross chemical
homogeneity through the outer core; simple dynamic models of the core
are allowed. New Hugoniot data for wustite show that oxygen (V11 wt. %)
can be the element which reduces the density of the outer core below
that of Fe. The properties of the inner core are consistent with those
of iron, suggesting that the inner core-outer core boundary is both
a phase and a compositional boundary. The minimum estimated temperature
at the top of the outer core is V2800K, whereas subsolidus phase
equilibria of olivine indicate a temperature near 2000K in the transition
zone. Hugoniot data for porous and nonporous MgO and SiO2 (phases
considered representative of the lower mantle) provide an experimentally-
constrained (adiabatic) geothermal gradient through the 1ower.mantle
which implies the presence of one or (for a more consistent result) more
thermal boundary layers in the lower mantle. These suggest that the core
is a major heat source for the mantle and that a barrier to convection
occurs in (or near the top of ) the lower mantle: a chemical discontinuity
would be a likely cause. This inference is consistent with new shock-
wave data for Ca0 which show that calcium could be substantially enriched
in the lower mantle, as suggested by inhomogeneous accretion theories.

A thermal equation of state is determined for anorthite from porous and

LENeTEIIL TN Ll




Fond b G RERoR T

iv’

nonporous Hugoniot data which, however, show that this refractory mineral
can probably not be a major Ca-bearing phase in the lower mantle, except
perhaps near the core-mantle boundary. Diamond-cell and Hugoniot data
show that Ca0 undergoes a B1/B2 transition at V70 GPa with properties
well predicted theoretically. FeO undergoes a similar transition

(at V70 GPa) and these results suggest that transformation in
magnesiowlustite may be important in the lowermost mantle. New Hugoniot
data for bronzite are combined with previous shock-wave measurements for
olivines and pyroxenes. These data are consistent with static high-
pressure results, but suggest the occurrence of post-perovskite phases
(density 5% greater than perovskite)and they also provide evidence of
nonequilibrium effects under shock to pressures above 100 GPa.
Spectroscopic and microscopic studies of shock-compressed olivines

support this evidence: the structure of olivine achieved under shock

is apparently far from equilibrium, as is indicated by phase~transformation
theory. Although the bulk properties measured under shock are consistent
with the attainment of thermodynamic equilibrium, these properties

apparently represent highly transient and nonequilibrium states.
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INTRODUCTION

There is a continuing need to:study the physical properties of
minerals at high pressures and temperatures in order to better under-
stand the nature of the Earth's deep interior. It is only by combining
the measurements of such properties (e.g., density, compressibility,
thermal expansion) with direct observations, such as are afforded by
seismology, that the composition, thermal state and dynamic processes
of the mantle and core can be delineated. The purpose of this thesis
is to present new data on the physical properties of several minerals
at high pressures, based largely on shock-wave (Hugonioti experiments,
and to apply such data to studies of the lower mantle and core.

The lower mantle comprises the dominant portion of the Earth (62%
atomic) and an understanding of its state is of central importance to
understanding the nature of the bulk earth. Although the simplest model
of the present mantle is based on the assumption of uniform composition,
neither this assumption nor its consequences have been fully tested to
date. For example, heterogeneous accretion theories for the formation
of planets, which predict an enrichment of refractory compounds with
depth in the earth, are appealing in light of the current understanding
of planetary formation and evolution: without large~scale (whole-mantle)
stirring during or after accretion, such enrichment seems inevitable.
llowever, the properties of plausible refractory components at high
pressures have virtually not been studied, and hence the possibility
of compositional inhomogeneity throughout the mantle has not been

critically examined. The Hugoniots of a typical refractory phase

(anorthite) and of a refractory oxide component (Ca0) are presented
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below (Chapters 2, 3, 6 and 7) with this question in mind. Although
these data cannot prove that the mantle is inhomogeneous, they do show
that an enrichment of refractory components in the lower mantle is »
completely acceptable on physical grounds.

A related problem concerns th= dynamis processes in the mantle
and the thermal state which these processes establish., Large scale
compositional heterogeneities are very likely to be barriers to
through~going convection, therefore favoring the establishment of a
relatively complex (small-scale) flow field rather than a single
convection cell with depth (considered to be the simplest model
of the dynamic state of the maiitle)., Of course, evidence for a
campositional‘boundary in the present mantle is also evidence against -
through-going flow. The presence of such a boundary is suggested by
the low temperatures implied for the mantle and core without it
(Chapter 11).

It is simllarly important to determine the nature of the
core, although it only corresponds to about 177 (atomic) of the earth.
Because the outer core is liquid, the high-pressure liquidus of its
constituent (presumably an iron-based alloy) provides an estimate of
the lowest possible temperature at the core-mantle boundary. To this
end, the density and thermal properties of candidate phases are
experimentally constrained at high pressures (Chapters 3 and 5) so
that the trade~offs in determining composition and temperatufe of the
core can be more fully evaluated. Surprisingly, a large amount of
oxygen (307 atomic) may be present i the core according to these

results. This is consistent with recent geochemical arguments for
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the presence of oxygen in the core and suggests a relatively high value
for the minimum temperature at the core-mantle boundary: above 3000 K.
Taken together, these results show that a chemically inhomogeneous

4 ' model of the mantle is compatible with the available data and may be

preferred with regard to satisfying the current constraints on the
thermal state of the earth. Although the degree of inhomogenéjty cannot
be specified, this conclusion isconsistent with heterogeneous accretion
theories, but not with whole-mantle convection. The implication is

that the tectonic processes which occur near the earth's surface are

o TSR R T T T T R R

not directly coupled to the flow field at depth. If this is the case,
core formation is unlikely to have occurred at a late stage of the
earth's formation since both the physical aggregation of the core
material and the potential energy which this releases would be
sufficient to homogenize the mantle. These conclusions are based on

F | the assumption that the core is the main heat source driving the

r tectonic "engine'", an inevitable circumstance unless the geotherm

3 through the core is almost exactly isothermal (based on the electrical
conductivity of alloys measured at high pressures). However, if the
mantle is mainly heated internally (i.e., insignificant thermal flux

from the core), this would fortify the conclusion that the mantle consists

of more than one chemical and dynamic system (Chapter 11).

Shock-wave techniques are emphésized in the present work because they
remain one of the only means of generating the pressures and temperatures
of interest (P ~ 30 to 350 GPa, or 300 to 3500 kbar; T ~ 1000-5000K).

In particular, a large portion of this thesis is concerned with determining

thermal as well as compressional properties at high pressures from slock
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experiments on minerals (Chapters 5, 6, 7, 11). Among the thermal
properties of interest are the coefficient of thermal expansion and
the Gruneisen parameter, that is anharmonic properties, to hundreds
of GPa and thousands of degrees. By experimentally determining such
properties, the measured equations of state of minerals can be
corrected to the temperatures existing within the earth, and the
tradeoffs between estimated temperature, composition and compressional
properties in the mantle and core can be experimentally determinad.

Many of the mineral properties considered below have intrimsic
interest aside from the direct applications to the earth's interior.
For example, arguments are presented to show that although minerals
have very high (effective) viscosities under geological conditions,
they are extremely inviscid under dynamic (shock-produced) strain
rates: viscosity decreases by nearly 1 decade per decade increase
in strain rate (Chapter 4). As a consequence, a simplifying assumption
(isentropicity) can be used in analyzing the release from shock
states, and release data can provide independent constraints on the
equation of state, Also, it is because of the low dynamic viscos:ity
that useful thermal data can be extracted from shock experiments on
porous samples: the approach to hydrodynamic conditions greatly
favors the ability to measure stable averages of properties from
highly heterogeneous media (Chapter 7).

Similarly, the observation of glass apparently formed by intense
shearing in shocked olivine is interestiﬁg in that it is consistent
with simple theoretical arguments that the effective core radius

(radius of nonelastic interaction) for dislocations is approximately

-
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4!2] (R: Burgers vector, unit-cell dimension; Chapter 9). That is,
when the average dislocation spacing is less than this distance (density
exceeding ~1017 mfz in olivine) the structure becomes randomized,
as in a high-angle grain boundary.
Among the most interesting results to emerge from the high-
pressure experiments is the generalization that anharmonic properties
do not scale directly with volume (Chapters 5, 7). Compressional
properties typically vary monotonically with density: for example,
bulk modulus increases with increasing density, both under compression
and through phase transformations. By contrast, although thermal
properties (Gruneisen parameter, thermal expansion) decrease under
compression, they increase dramatically with increasing density at
major phase transformations. Thus, anharmonic properties appear to
be determined by bond length, whereas compressional properties reflect
an overall packing efficiency between polyhedral units. Since cation
coordination number and bond length increase aE major pressure-induced
phase transitions, an increased anharmonicity results. An interesting
consequence of this is that the local Rayleigh number is likely to
increase across a region of phase transformation in the mantle, since
an increase in anharmonicity causes an increased thermal expansion
and decreased thermal diffusivity (effects which have been experimentally
verified). The Rayleigh number describes the driving force for convection
against dissipative processes, hence perturbations in the flow field are
expected to be localized beneath a transition region.
Despite the advantages of using shock waves to probe the nature of

minerals at high pressures and temperatures, considerable difficulties
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arise due to the short time scales of the experiments <~1037 8), and

the possibility of nonequilibrium effects is always present. Electron

microscopy and spectroscopy are used (Chapters 8 - 10) to address this

problem by studying in detail the effects of shock o olivine. This

is an ideal material for retaining shock-induced microstructures

(i.e., resisting thermal annezling), and strong evidence is found for

the structufal state achieved in olivine under shock being far from

equilibrium.

This conclusion is expected to hold for most silicates,

according to the theory of phase transformations, and it is independently
inferred from release-ﬁdiabax weasurements (Chapcters 1 and 6). This
implies that the assumption of thermodynamic equilibrium which has
been made in reducing Hugoniot data for the complex minerals

which appear to transform under shock is fundamentally incorrect:. In
the simple (e.g., oxide) structures, equilibrium conditions can
prevail through phase transformation under shock, as can be verified
by independent experiments (e.g., Chapter 2). However, the Hugoniot
data for the complex silicates do appear to correspond to equilibrium
properties, despite the fact that these data reflect microstructural
states which are out of equilibrium. This is an enigmatic result but
it does suggest that the geophysical conclusions which have been drawn

from the Hugoniot data for silicates are probably (perhaps fortuitously)

correct.
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The chasters to follow should be considered as independent papers,
but they can be grouped under three topics: (1) Hugoniot equations
of state of several candidate mantle and core minerals (Chapters 1 to
4); (b) experimentally based thermal equations of state (Chapters 5 to
7); (c) shock-effects in olivine (Chapters 8 to 10). The last chapter
(Chapter 11) presents general arguments concerning the thermal,
chemical and dynamic state of the lower mantle based largely on
the approaches which are developed in the preceding chapters. It also
illustrates much of the motivation behind the studies described in the
earlier chapters. Experimental techniques are described in detail in

Chapters 1, 3 and 6, and data analysis is emphasized in Chapters 3, 5
and 7.




Chapter 1
PYROXENES AND OLIVINES: STRUCTURAL IMPLICATIONS
OF SHOCK-WAVE DATA FOR HIGH PRESSURE PHASES
Abstract
A re-examination of Hugoniot equation of state data and three new

release adiabat points indicates that results for enstatite-bronzite

i composition pyroxene are compatible with its transforming to a

perovskite phase at high pressure (for Engoz Po = 4.20 g/cm3,

Kg v 2.6 + 0.5 Mbar, K'o v 3.5 + ,65), The release adiabat data, as

well as results from porous samples, imply that the shock-wave data
do not define an equilibrium, high-pressure phase Hugoniot below about
! 1.00 Mbar. These also suggest a further transformation to a phase (or
} assemblage) with density about 5% (or more) greater than that of
orthorhombic perovskite. The data would allow such a transformation
to occur at pressures as low as 0,60 Mbar under shock, representing
an upper bound for the equilibrium transition pressure.
| Hugoniot data on magnesian olivines also appear to represent states
of thermodynamic disequilibrium or a mixed-phase region below about
0.80-1.00 Mbar. However, Hugoniot points for Mg-pyroxene and Mg-olivine
coincide at pressurs:i above 0.70 Mbar, s;ggesting that these minerals
‘ transform to high-pressure phases (or phase assemblages) of comparable
density. Since MgO {(presumably as periclase or in a closely related
structure) attains relatively low densitiesA;% these pressures, the
shock-wave data are in strong disagreement with the disproporticnation
of Mg,S5i0, to a MgSi0, (perovskite) + MgO assemblage above 0.80-1.00

Mbar. Conversely, the shock-wave data do not preclude a transformation
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i of the type Mg,51,0, + Mg)510, ("post-perovskite' phase) + $i0, (rutile
or fluorite structure). Again, these results would imply polymorphism
- to very dense '"post-perovskite' phases. Based on the arguments made

} for pyroxene, such a transformation could occur at pressures as low

as 0.60 Mbar under equilibrium conditions.
We note that the combined results of high-pressure experiments

allow Mg-pyroxene compositions to be as likely candidates for the lower

ah e A e e

mantle as olivine.
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I. INTRODUCTION

Upon recognition that the features associated with plate tectonic
processes on the earth (subduction zones, ridges and plumes) may reflect .
r | an integral sampling of the mantle convective flow field, and with the
perspectives attained from the last decade of terrestrial planetary
exploration, experimental high-pressure geophysics has focused
increasingly on studying candidate materials of the earth's lower
mantle and core.
Current ideas (e.g., Schubert and Anderson, 1974) suggest that
active convection in the earth takes place to depths of at least
750 km. However, it is important tb discern whether the upper mantle
above V350 km depth, and possibly the phase transition region extending -
to depths of at least ..670 km, represents a differeﬁtiate of the lower
mantle and is thus atypical of the silicate zone of the earth as proposed
by Anderson et al. (1972) and Anderson (1977), By contrast
Ringwood (1975), . has emphasized the essential homogeneity of the
mantle. Clearcut data specifying the composition of the upper mantle
stem largely from inclusions in kimberlites (e.g., Boyd, 1973) and
nodules from volcanic rocks of deep-seated origin (e.g., Basu, 1975; N
MacGregor, 1975) and demonstraté the upper mantle to be largely garnet
lherzolite with minor amounts of eclogite. This composition is not
unlike the "pyrolite" model originally proposed by Clark and Ringwood
(1964) which, by means of variations in temperature, pressu;e, and degree
of partial melting, accounts for the genesis of a large class of
effusive and plutonic rocks that penetrate the crust (Green, 1972).

The lower mantle, extending from depths of 670 to 2900 km,
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represents 49% of the mass of the earth. 1Its mineralogy and thermal
state can be inferred from comparison of shock-wave and seismological
data (Al'tschuler and Sharpidzhanov, 1972a, b; Anderson et al., 1972;
Anderson, 1977), and by extrapolation of results based on quench products
from static high-pressure, petrological experiments (e.g., Ringwood,
1975; Liu, 1975a, b, 1976; Akimoto et al., 1976) using largely
ultrasonic and static-compression equations of state. The composition,
structure, and thermal history of the earth must ultimately be related
to the composition of the sun, the moon, meteorites and other terrestrial
planets, and the processes of planetary accretion (e.g., Hanks and
Anderson, 1969; Lewis, 1972; Ringwood, 19753).

In the present study the nature of the shock-induced, high-pressure
phases of olivine and pyroxene rocks is examined in the light of data
for the densities of a new class of perovskite-related silicate structures
synthesized by Liu (1975a, b, 1976) and some new Hugoniot and release
adiabat data for bronzite. Previous data for olivine-rich samples in
the range F°100 to Fogs and for enstatitic samples of analogous composition
are reported by Trunin et al. (1965) and McQueen et al. (i967). Trunin
et al. (1965) and recently Simakov and Trunin (1973) have reported
single datum points for four different compositions, extending our
knowledge of Hugoniot states for ferromagnesian silicates to pressures

in excess of 2.40 Mbar.

IT. EXPERIMENTAL METHODS'

Discs (1 cm in diameter) of Bamle bronzite (Mg 862 Te 1[‘)S:i.03

were cored from the same aliquot previously studied to shock

Al
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pressures of 0.48 Mbar (Ahrens and Gaffney, 1971) and machined to
thickness tolerances of ~+0.05 mm. The density of each disc was
determined at least twice by weighing in air and in reagent grade
toluene using temperature corrections of Berman (1939). The samples
were mounted on 0.5 mm thick Cu or Ta driver plates and impacted by
flyer-plate bearing projectiles at speeds ranging from 5.4 to 6.1 km/
sec with a light-gas apparatus qualitatively similar to that described
by Jones et al. (1966). Pure (commercial grade) Cu and Ta flyer plates,
2.5 mm thick, with a minimum diameter of 17 mm (Figure 1) are hot-press
welded into lexan projectile blanks using techniques developed by

A. Mitchell (private communication). Afier molding and stress
relieving, a polyethylene, gas-sealing rear portion of the projectile
was press fitted onto the 6 mm long lexan flyer plate (front) portion
of the projectile. The final projectile diameter was machined so as

to provide a M0.03 mm interference fit with the light-gas gun launch
tube. The resulting projectiles had masses of 14 and 20 gm for Cu and
Ta flyer plates, respectively., The light-gas gun used to accelerate
these projectiles employs a 20 m long, 16 cm diameter pump tube in
which a 20 kg high-density polyethylene piston is used to compress

the propelling gas, Hj, initially at a pressure of 2 bar. The polyethylene
piston achieves speeds of 0.4 km/sec using approximately 3 kg of
double-based propellant. The projectile is launched upon bursting of

a diaphram (at a gas pressure of 0.7 kbar) at the breech of the 25 mm
diameter, 7 mm long launch tube. The total flight of the projectile
from the muzzle of the launch tube to the target is 500 mm and occurs

in a vacuum of 10 to 30 mtorr. Projectile velocities are measured using

P
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the flash X-ray method of Jones et al. (1966), except that interruption
of a continuous X-ray beam (Long and Mitchell, 1972) is used to trigger
the first flash X-ray unit (V15 ns exposure), and the breakage of a

0.05 mm diameter copper wire intercepting the outer edge of the projectile
is used to trigger the second flash X-ray unit. The center line of the
two flash X-ray units are 350 mm apart, and the time interval between
X-ray flashes is measured to within an uncertainty of #0.01 usec. Since
triggering in our initial experiments was not reliable,‘we have had

to rely on the redundancy provided by measuring (1) the electronic
delays of both flash X-ray units and (2) the time interval between

the second X-ray flash and the closure of the redundant pin switch(es)
mounted on the sample assembly (Figure 1) to infer impact velocity.

The ~3° projectile tilt observed in Figure 1, is highly reproducible,
and the sample assembly was thus pre-oriented to achieve nearly normal
impact.

As in the experiments of Ahrens et al. (1971), an electronically
triggered, image-converted streak camera was used to record shock
transit-time through the sample. However, in the present experiments,
the onset of illumination on shock arrival at the mirrors (presumably
arising from the high temperatures behind the shock in the glass) was
used to record shock arrivals with the streak camera, and the arrival
of the shock at the mirror-free surface was observed to result in the
immediate loss of illumination (Figure 2). We infer this effect to be
caused by the disintegration of the specular mirror surface, probably
upoa incongruent vaporization of the glass and the accompanying, sudden

adiabatic expansion of the vaporized species. In the present
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experiments, the streak camera was writing at a speed of 25 mm/usec
for a duration of 2 usec on 20 X 22,5 em (4 X 5 {fach) Tri-X film,
Developing procedures were used to force the film to a sensitivity
of ASA 3000. Time calibration was obtained using a Pockel-cell
modulated Ar-ion laser beam modulated at 20 Mhz, thus providing time
marks at 50 nsec intervals. The writing rate at any point on the
streak camera trace was measurable to within #0.257%, and a practical
time resolution of "2 nsec was achieved.

Hugoniot states were determined using the impedance match
method of Rice et al. (1958), and release adiabat data employ the
buffer technique described by Ahrens et al. (1969b). The equations
of state for Ta and Cu employed in the impedance match solutions are

those given by McQueen et al. (1970).

IITI. RESULTS FOR GLASS AND BAMBLE BRONZITE

The unexpected self illumination and prompt light decay upon
passage of strong shocks through the soda-lime glass mirrors (microscope
slide quality, plate glass) provided consistent and, we believe, reliable
measurements of shock-wave velocities in this material. The resulting
data are giVen in Table 1 and plotted in Figures 3 and 4. The shock-
wave velocity'(US) - particle velocity (up) relation in Figure 3 is
concordant with data reported by Dremin and Adadurov (1964) to pressures
of 0.41 Mbar for a glass of similar zero-pressure density {2.48 g/cm3)
but ofvslightly different composition."The linear Us-up relation indicated

in Figure 3 fits the present four data points, and Dremin and Adadurov's

data points at 0.33 and 0.41 Mbar with a coefficient of correlation

S
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r2 = 0.997. This fit was used to obtain the release adi#bat points for
the Bamle bronzite (Table 2, Figure 5).

Qualitatively, the behavior of Na-Ca glass is observed to be
similar to that first reported by Wackerle (1962) for fused quartz.

It appears that above ~0.15 Mbar, the 814+

ion begins to transform from
tetrahedral to octahedral coordinations with the 02” ion, as in the
case of the quartz to stishovite tramnsition (McQueen et al., 1963).
This, and the possible coordination increases of the Nat and cat ioms
account for the incompressible behavior indicated above 0.50 Mbar.
The zero—pressuré.density (pp) shown in Figure 4 is calculated using
our microprobe analyses and standard oxide molar volumes assuming a
molar volume of 14.014 cm3 for 810, (stishovite) (Robie and Waldbaum,
1968).

Although the uncertainties in the measurement of projectile
and shock velocity can be obtained from the scatter of redundant
projectile time-interval measurements and the uncertainties of
discerning shock arrival times on the streak records, the estimation
of uncertainties in the pressure-density plane (Figures 4 and 5) is
less straightforward. The non-orthogonality of the uncertainty
brackets shown in both figures for the Hugoniot data arise from the
fact that the particlekvelocity and, hence, pressure and density, are
not independently related to uncertainties in projectile and shock
velocity via the impedance match solution. The uncertainties arising
from both the density and pressure are calculated from the uncertainties
in projectile velocity holding the shock velocity fixed (at its average

value), and vice versa. The uncertainties in the three release points

e
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take into account only the uncertainties in shock velocity through

the buffer (l-mm-thick glass).

IV. DISCUSSION

Shock-wave data for magnesian pyroxenes are summarized in Figure 5,
including results for porous (synthetic aggregate) samples, nonporous
samples, and our new data on Bamle bronzite (cf. Table 2). At
pressures below about Q.70-l.00 Mbar, it is clear that the porous
Hugoniot data bear an anomalous relation with respect to the nonporous
data since the former should lie on "hot compression' curves,
systematically displaced to lower densities (at a given pressure) from
the principal Hugoniot presumably defined by nonporous data. The
energy associated with irreversible compaction of porosity represents
a thermal pressure as a function of initial density, via Griineisen's
¥ (V, T), which defines this displacement. For this reason, the porous
data have, in general, been very scantily discussed, considered un-

interpretable, or outright dismissed as wrong (McQueen et al., 1967;

‘McQueen, 1968; Ahrens et al., 1969a, Davies and Gaffney, 1973; Simakov

and Trunin, 1973).

The relatively high density attained by the porous materials on
shocking can, nevertheless, be explained as a kinetic effect (cf.
McQueen et al., 1967, 1970). Assuming that pyroxene transforms to a
dense phase or assemblage above a given pressure, this transformation,
even once initiated under shock, may not have timevto go to completion
without substantial overdriving. Because porous samples become much

hotter on shocking, their rate of transformation is expected to be
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significantly enhanced, thus yielding a larger proportion of high-
pressure phase material.for a given pressure compared with nonporous
samples. Assuming this model applies, it is easy to explain the
distribution of Hugoniot data in the figure.

The pressure-release points shown in Figure 5 provide independent
support for such a model. Since the release path is adiabatic
(isentropic to within the approximation of reversibility) while
entropy increases monotonically up a materials' Hugoniot, the P-V
slope of the release path should be no steeper than the Hugoniot slope
at a given pressure (e.g., see Duvall and Fowles, 1966). Because
the measured release adiabat points lie below the Hugoniot data, it is
indicated that é mixed-phase region extends to pressures around 0,70~
1.00 Mbar with tfansformation to a high-density assemblage complete
at pressures no lower than these. This high-pressure assemblage must
have a metastable Hugoniot with a P-V slope at least as great as the
release paths, which supports the hypothesis of an extended mixed-
phase (or disequilibrium) region probably aésociated with the rate
of phase transformation under shock.

At pressures above about 1.00 Mbar the nonporous samples achieve
densities that are generally (and consistently) higher than the porous
points. So, we believe that the shock-wave data begin to define an
equilibrium, high-pressure assemblage Hugoniot at these pressures, below
which one or more phase transformations result in a wide, mixed-phase
region.

Similarly, Hugoniot data for Mg-rich olivines are summarized

in Figure 6. These show the same anomalous relations between porous
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and nonporous samples, implying transformation to a high-density phase
(or assemblage) subject to kinetic effects (though release adiabat
data for such compositions are not yet available). This conclusion
fits in with the discussion by Ahrens and Petersen (1969).

Aside from these results with porous data and steep, measured
release paths (cf. Ahrens et al., 1969b; Grady et al., 1974, 1977),

a comparison of shock-recovery and static high-pressure experiments
(Ahrens and Graham, 1972; Liu, 1974, 1975¢; Schneider and Hornemann,
1976) also indicate that overdriving beyond equilibrium transition
pressures is commonly needed in silcates to achieve a given phase
transformation under shock, clearly implying control by kinetics of
nucleation and growth of high-pressure phases (but note Podurets

and Trunin, 1974). Thus, porous samples may well indicate the presence
and nature of high-pressure phases (or assemblages) more readily than
nonporous samples under shock. Also, high-pressure phase Hugoniots
will tend to be significantly steeper (and therefore centered at
higher zero-pressure densities) than would be apparent from the
distribution of the data.

Zero-pressure densities for high-pressure phases interpreted
from pyroxene and olivine shock-wave data by several workers are
summarized in Figure 7. The tendency has been to assign higher
densities (for a given Mg:Fe ratio) to olivine (ApBO,;) than to
pyroxene (ABO;) stoichiometries. One problem is apparent near
the magnesian end, however, in that interpreted densities seem to
actually decrease with increasing Fe content. Barring very complex

phase relations, this is highly unlikely due to the enormous difference
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in the atomic masses of Fe and Mg. Rather, it appears that the
density estimates for the magnesian endmembers have been biased upward
relative to the Fe-bearing compositions by the high densities implied
by the porous data (which only exist for the endmembers, forsterite and
enstatite). Based on the arguments developed above, it is not
appropriate to directly compare the porous data with the data for
(nonporous) Fe-bearing compositions.

Liu's recent (1975a, 1975b, 1976; Liu and Ringwood, 1975) static

high-pressure experiments have confirmed the previously suspected

occurrence and significance of perovskite-related structures in silicates

(Reid and Ringwood, 1965, 1974, 1975; Shimizu et al., 1970; Ringwood
and Major, 1971). Distorted (non-cubic), perovskite-like structures

have been quenched from diamond-anvil experiments on both magnesian

olivines and pyroxenes. These structures, apparently of the orthorhombic,

rare-earth, orthoferrite type (Marezio et al., 1970) will be loosely
termed perovskites. Densities versus composition for the perovskite
phases and assemblages of pyroxene (ABO3) and olivine (AB03 + AO)

derived from Liu's (1975a, 1975b) X-ray parameters are also shown in

Figure 7. It is interesting to note that an olivine stoichiometry

S
3

actually results in & lower density perovskite assemblage than a
pyroxene stoichiometry. This is a direct consequence of the low
density of (Mg, Fe)O in the ABOj + AO assemblage. The densities of
such (Mg, Fe)O recovered from high pressure lie directly between the
densities of MgO (periclase) and FeO (stoichiometric wiistite), as can
be seen in Figure 7. This is compatible with the shock~-wave data on

MgO, which shows no evidence for phase transformations to pressures
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over 1.00 Mbar (McQueen and Marsh cited in Birch, 1966; McQueen, 1968;
Carter et al., 1971).

In order to compare the static results with the shock-wave
data, theoretical metastable Hugoniots were constructed for perovskite
of appropriate composition (Mgo.; Feg .1 8103) based on Birch~Murnaghan
principal adiabats. This approach is philosophically and computationally
similar to that of Davies and Caffney (1974). Necessary parameters are
shown in Table 3 along with the values used here. Densifiy and the
energy of the pyroxene-perovskite transformation (at P = 0) were derived
from Liu's work (1975a, 1975b, 1976), via Figure 7 and by using
AE, . < (-PAV + TAS):r' Since the last term is not known, it is assumed
to be negligibly small (i.e., [:L 0 for the phase boundary). Because
the experimental data bound th:Tequilibrium pressure of tramsition,
and most likely TAS < 0, the resulting estimate for AEy, is probably
a strict upper bound (and rather high). Incidentally, though we
discuss the direct‘transformation from pyroxene to perovskite structures
under shock, this obviocusly represents a metastable phase boundary
(based on our current knowledge from Liu's work). Intermediate structures
may well be inyslwved.

Estimates of the bulk modulus K, and K6 = (dK/dP)p = o WoTe Lusud
on their empirical correlation with density, with particular emphasis
given to data for perovskite-structured compounds (Beattie and Samara,
1971; Davies, 1976). The wide range in values given easily overlap
estimates based on the various K-p relations. that have been ptoposed

(Anderson, 1967, 1969; Anderson et al., 1968; Anderson and Andersonm,

1970; Anderson, 1972). Similarly, Griineisen's (bulk or thermodynamic)
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Yy was estimated ffom typical values for various compounds, with a volume
dependence that has been found to be not unreasonable for those cases
where it has been studied. Temperature dependence was assumed to have

a negligible effect, and, again, rather wide bounds 'were given for
reasonable values., Finally, a family of theoretical perovskite Hugoniots
was constructed for the best estimate of values given in Table 3 and

by varying each of the parameters within the stated bounds. An

envelope containing this family of curves along with the Hugoniot

based on the best values are shown in Figure 5.

It is immediately clear that the shock-wave data are compatible
with Mg-pyroxene transforming tc a perovskite structure at pressures
above approximately 0.80 Mbar. This is contrary to the conclusions
of Simakov and Trunin (1973). 1In fact, by considering the most
perous data (which achieve high densities at relatively low pressures)
and the arguments presented above, it seems that perovskite-like
densities can be achieved by about 0.50 Mbar. ;Iffanything, the left
half of the envelope in Figure 5 agrees with the data as well as the
best estimate; this could be consistent with an even lower pressure
for transformation to the perovskite structure. This, then, is an
upper bound for the pressure of transformation based solely on Hugoniot
data yet it still represents a significant overdriving compared to the
static experiments (Liu, 1975b, 1976).

Compafed with the theoretical Hugoniots, the release paths still
appear to have very steep slopes, and the most porous data cross over
to yet higher densities. These latter data may be erroneous (Simakov

and Trunin, 1973), but assuming that they are not, they suggest, along
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with the release adiabats, the possibility of a phase (or assemblage)

with a zero-pressure density even higher than perovskite. Transformation

to such a "post-perovskite" phase could occur at pressures as low as .
about 0.60 Mbar, according to the shock data; this would therefore be

an upper limit for the equilibrium transition pressure. An initial

density of 5% or so greater than for orthohombic perovskite could be

consistent with the data.

In similar fashion, a theoretical Hugoniot (Figure 6) was con-
structed for a perovskite assemblage corresponding to olivine
stoichiometry (MgSiOj [perovskite] + MgO [periclasel) based on the
best-estimate Hugoniot in Figure 5 and the rather well-determined
Hugoniot of Mg0 (McQueen and Marsh cited in Birch, 1966; McQueen, -
1968; Carter et al., 1971) shown in Figure 8. Because the left half
of the envelope in Figure 5 appeared most consistent with the pyroxene
points, a corresponding band is shown in Figure 6.

In this case, perovskite-like densities are .achieved in the 0.60-
0.80 Mbar range. Once more, the shock-wave data are consistent with the
static results that demonstrate olivine transforming to perovskite st
high pressures (but again at pressures significantly lower than under
shock). On the other hand, the olivine points are clearly shifted to
higher densities than the perovskite-assemblage Hugoniot at pressures
above about 0.70 Mbar. Because the theoretical curve for the perovskite
assemblage cannot be shifted without causing a significant deviation
from the pyroxene points, the olivine data are in strong disagreement
with a perovskite assemblage at high pressure.

If the olivine points did not deviate so systematically from the
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theoretical Hugoniot, which is consistent with the pyroxene shock data,
this divergence might well be ascribed to be within experimental error.
However, the same discrepancy emerges from Figure 8, quite apart from
any theoretical curves. The point here is that above about 0.70 Mbar,
the olivine ~~d pyfoxene data overlap, whereas a perovskite model would
predict olivine densities to be lower than pyroxene densities (i.e.,
shifted toward the MgO Hugoniot) as was mentioned above and can be
inferred from Figure 7. Although we have discussed kinetic effects and
a mixed-phase region to the 1.00 Mbar range, the overlap continues

to much higher pressures. Furthermore, the nature of the perovskite-
forming transformations would suggest that pyroxene (which involves no
disproportionation) would form perovskite at least as readily as
olivine, whereas in the high-pressure data of Figure 8 one must either
consider the olivine too dense or the pyroxene not dense enough to

agree with a self-consistent perovskite model.

V. CONCLUSIONS

After reviewing experimental techniques, we presented new Hugoniot
data for Bamle bronzite including simultaneously measured release
paths, based on the mirror-buffer technique. Calculation of Hugoniot
states for the mirror glass provides a satisfactory internal check, with
the soda-lime glass behaving in a fashion similar to fused quartz under
shock.

Re-examining available shock data for magnesian pyroxenes and
olivines leads to the conclusion that these data define a mixed-

phase (or disequilibrium) region to about the 1.00 Mbar range, related
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to the kinetics of phase transformation in these silicates. By
recognizing this point, certain discrepancies in previous interpretations
of shock data can be explained. A set of theoretical Hugoniots for
pyroxene and olivine stoichiometry, perovskite-bearing assemblages

was constructed based on the properties deduced from high-pressure

work, showing that the shock data is compatible with transformations

to perovskites in the 0.45-0.70 Mbar region (decidedly above the
eéuilibrium pressure of transformation).

A perovskite model implies different densities for pyroxene and
olivine stoichiometries, however. We note that by considering an
extremely simplistic assemblage for the lower mantle, consisting of
high-pressure phases of only olivine and pyroxene, varying the
proportions of these components results in a significant variation in
the overall density of the assemblage. In other words, any
compelling evidence for density variations within the lower mantle
(based, say, on seismological data) can be readily explained without
resorting, for example, to variations in Mg:Fe ratios. This degree
of freedom is likely to exist whatever the pertinent, multi-phase
assemblage may be for the lower mantle. In fact, we consider our
two-phase model simplistic if for no other reason than that we have
ignored for lack of data the effects on phase relations of other
likely components, éuch as Al or Ca.

In addition, the high-pressure shock data suggest the presence of
a yet higher density phase (or assemblage) than perovskite. In
particular, the results on olivine diverge from predicted estimates and

from densities consistent with pyroxene Hugoniot points. Taken together,
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the data do not preclude transformations involving a "post-perovskite'
phase of Mg,510, at pressures above 0.80-1.00 Mbar, and including a
reaction of the type Mg,Siy0¢ + Mg,5i0, ("post-perovskite'" phase) + s10,
(rutile, a~Pb0,, or fluorite structure) (cf., German et al., 1974;
Jamieson, 1977).

We reiterate that the static high-pressure results (and thus our
analysis) involve an orthorhombic (i.e., non-ideal) modification of
perovskite. Since this class of structures includes a wide variety
of related modifications (succinctly summarized by Salje, 1976), it
is quite possible that'the higher pressure phase suggested by the shock
data is, 1in fact, a perovskite such as the ideal cubic form. Indeed,
it is quite possible that the phase quenched from’high pressure is a
modification of the actual structure attained under pressure. Béaring
in mind the well-known difficulties of recovering these high-pressure
polymorphs on quenching (e.g., Liu and Ringwood, 1975) and the important
effects of environmental conditions on the perovskite modificatioms
(e.g., see Sis et al., 1973), it is not unlikely that they are involved
in higher density assemblages than have yet been described. Recently
discussed hexagonal formé may be an example of this (cf., Burbank and
Evans, 1948; Kawai et al., 1974). However, there are other structure
types that could also be likely, some of which have only begun to be
discussed as possible high-pressure polymorphs (e.g., Reid and
Ringwood, 1970; Ringwood, 1975; Moore, 1976).

Finally, the shock data indicate very similar properties for
olivine and pyroxene at high pressures, making them both equally

likely candidates for the lower mantle.
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Table 1

Hugoniot Data, Soda-Lime Glass?

Projectile Shock
Shot Flyer Velocity, Velocity, Pressure, Density
No. Plate km/sec km/sec Mbar g/cm3
LGGY Cu 5.76 + 0.18b 8.90 + 0.13 0.919 4.66
LGG11 Cu 5.86 + 0.02b 8.91 *+ 0.12 0.934 4,72
LGG14 Ta 5.541% 0.010€ 9,094 0,013 0.981 4,756
LGG12 Ta 5.66 £+ 0.10 9.11 % 0.02 1.005 4.85

a. Nazo, 0.1; Mgo, 0.02; 8102, 0.75; Ca0, 0.13.

Initial Density, 2.49 + 0,01 g/cmd

b. 1l-mm-thick sample.

c. 2-mm-thick sample.
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Table 3

PARAMETERS FOR THEORETICAL HUGONIOT OF (Mg, Fe) 5104 PEROVSKITE

Composition: (Mgo'gFeo.l)SiO3 Source
Py = 4.20 3/ cm3 1)
Kg = v2.6 (¢ .35) Mbar (2)
K'y = 3.5 (¢ 1.0) @)
AE, . < *166 KJ/mol 89

Y = vy (V/V)"
Yo = 1.5 (2 0.5)
n & 1.0 (+ 0.5)

(1) From data of Liu (1975a, 1975b).

(2) See Davies (1976), for example.
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FIGURE CAPTIONS

Flash radiographs of projectile taken at stations 390 mm
(upper) and 33 mm (lower) from target. Nominal exposure
times are 15 sec. Projectile speed is 5.5 km/sec.

Shot LGG14.

Static (a) and dynamic (b) streak camera photograph of
bronzite Hugoniot and release adiabat experiment.

Shot LGGl4.

Shock velocity versus particle velocity data for soda-lime

glass.
Shock pressure versus density for soda-lime glass.

Compilation of shock data of Mg~rich pyroxenes. Hugoniot
points for samples of varying porosities (synthetic, poly-
crystalline aggregates) and pyroxene~rich (>90%) rocks are
included, as are newly determined release paths (arrows).
Theoretical Hugoniot (solid curve) and envelope (dashed
curve) are discussed in the text and Table 3. McQueen and

Marsh (unpublished) are cited in Birch (1966).

Compilation of shock data for Mg-rich olivines,‘including

results on poroﬁs samples (synthetic, polycrystalline aggregates)
and élivine—rich (>90%) rocks. Theoretical Hugoniot (solid
curve) for a Mg-endmember and high-pressure assemblage are

discussed in the text. Dashed curve corresponds to the left
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FIGURE CAPTIONS - continued

side of the envelope in Figure 5. McQueen and Marsh

(unpublished) are cited in Birch (1966).

Summary of zero-pressure densities for high-pressure phases
of olivines and pyroxenes as a function of composition
based on interpretation of shock-wave data (symbols),
and calculated from X~-ray parameters for ABO3 (perovskite)
and AO quenched from high-pressure diamond-anvil experiments
(lines through points). MgO (periclase) and FeO
(stoichiometric wiistite) values are from Bénard (1954),
Robie et al. (1966), Katsura et al. (1967), and Robie and
Waldbaum (1968) with error bars showing variations in
measurement and estimate, while error bars on the remaining
points are based on Liu's (1975a, 1975b) estimates of
error in the X-ray parameters. The dashed line (ABO3 + AO)
corresponds to the density of a perovskite assemblage with
Mg~Fe
olivine stoichiometry (assuming K = 1), Symbols
D ol-perov.

are keyed as follows:

A  Ahrens (1971)

AAR Ahrens, Anderson & Ringwood (1969a)

AG Ahrens and Gaffney (1971)

AS Al'tschuler and Sharpidzhanov (1971a)

DA Davies and Anderson (1971)

DG Davies and Gaffney (1973)

KP Kalinin and Pan'kov (1974)

MMF McQueen, Marsh & Fritz (1967)
PK Pan'kov and Kalinin (1975)
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FIGURE CAPTIONS - concluded

Figure 8. Representative Hugoniot data from Figures 5 and 6 compared
with the Hugoniot for Mg0 (McQueen and Marsh, unpublished,

as cited in Birch, 1966; McQueen, 1968; Carter et al., 1971).
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Chapter 2
B1/B2 TRANSITION IN Ca0 FROM SHOCK-WAVE

AND DIAMOND-CELL EXPERIMENTS

Abstract

Volume and structural data obtained by shock-wave and diamond-
cell techniques demonstrate that Ca0 transforms from the Bl (NaCl-
type) to the B2 (CsCl-type) structure at 60-70 GPa (0.6-0.7 Mbar)
with a volume decrease of 11%. The agreement between the shock-wave and
diamond—-cell results independently confirms the ruby-fluorescence
pressure scale to about 65 GPa. The shock-wave data agree closely
with equations of state derived from ab initio calculations. The
discovery of this B1/B2 transition is significant in possibly allowing
considerable enrichment of calcium components in the earth's lower

mantle, consistent with inhomogeneous accretion theories.
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Calcium oxide, initially in the Bi (NaCl-type) structure is
expected to transform to the B2 (CsCl-type) structure at high pressure
by analogy with the Bl/B2 transitions found in alkali halides (Pistorius,
1976; Liu, 1971; Liu and‘Bassett, 1972). There is considerable interest
in such transitions both in theoretical studies of oxide structures
(Tosi and Arai, 1966; Cohen and Gordon, 1976; Demarest, et al., 1977)
and also due to their possible occurrence in the earth's lower mantle.

We have carried out shock-wave, equation-of-state (Hugoniot) experimentsl
as well as X-ray diffraction, under static high pressure, through

a diamond cellzz Both techniques demonstrate a° B1/B2 transition

in Ca0 at 60-70 GPa (0.6-0.7 Mbar). This is the first documentation

of the B2 structure in an oxide of direct geophysical interest.

1Shock experiments were performed on synthetic, single crystals in [100]
orientation, prepared under controlled conditions to prevent hydration.
Samples were impacted by projectiles launched from either a two-stage
light-gas gun or a 40 mm propellant gun. Experimental techniques are
described in Jeanloz and Ahrens (1978) and further details are in Jeanloz
and Ahrens (in preparation). The datum in parentheses (Figure 1) results
from only a partially successful experiment and hence has a considerable
uncertainty, estimated at +1-2% in density and pressure. The open symbol
represents an alternative (and less preferred) interpretation of the
results of the 70 GPa shock experiment. In the preferred interpretation,
a two-wave structure is inferred for the shock front with the first wave
(70.2 £ 0.4 GPa) being associated with the phase transition. The
alternative interpretation (open symbol) yields a‘'transition pressure of

" about 63 (+3) GPa.

2Powdered Ca0 from the same sample material as used in the shock
experiments was mounted in a gasketed, high-pressure diamond cell in 4:1
methanol:ethanol fluid (see Mao and Bell, 1978; Mao and Bell, 1978b;
Piermarini et al., 1973). Lattice parameters and structures were
determined by X-ray diffraction (Ag K, and MoKa radiation) at pressures
between 60 and 67 GPa (*2 GPa precision) as determined on the ruby-
fluorescence scale (Barnett et al., 1973; Mao et al., 1978). The B2
structure was identified by its 100, 110, 111 and 200 X~-ray lines.
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Our new data are given in Table 1 apd Figure 1 along with previous
results for Ca0 (Perez-Albuerne and Drickamer, 1965; Sato et al.,
1973). For comparison, theoretical Hugoniots based on finite strain
theory and ab itnitio (Modified Electron Gas, see Cohen and Gordon, 1976)
calculations for the Bl and B2 phases are also given3. The shock
data provide an accurate dynamic compression curve for Ca0 and the X~
ray data from the diamond cell confirm the nature of the structural
transition. The diamond-cell experiments indicate the transition
beginning at 60 (*#2) GPa on the ruby-fluorescence pressure scale
(Mao and Bell, 1977; Mao and Bell, 1978; Piermarini et al., 1973;
Barnett et al., 1973; Mao et al., 1978) and at room temperature
(295K), whereas the shock-wave data indicate a slightly higher

transition pressure: about 63 to 70 GPa but at approximately

3Theoretical Hugoniots based on third order finite strain theory were
constructed (e.g., Davies and Gaffney, 1973) from the ultrasonic data
of Chang and Graham (1977) for the Bl phase, using the following
values: pg = 3.345 Mg/m3, Kgg = 112.5 GPa, Kj = 4.79, vp = 1.505

(y/V = const.). All necessary parameters are experimentally constrained
except for.the volume dependence of y, which introduces only a minor
uncertainty., These parameters were estimated for the B2 phase, guided
by systematics (Davies, 1976; Jamieson, 1977; Demarest et al., 1978)
pg = 3.76 Mg/m3, Kg = 115 GPa, K§ = 5, E¢r = 80 kJ/mol, yg = 1.51
(y/V = const.). Theoretical Hugoniots for the Bl and B2 phases based
on the Modified Electron Gas theory (Cohen and Gordon, 1976) were
constructed using the same thermal properties as above, and correcting
the theoretical bulk moduli according to Hite and Kearney (1967),

and Bartels and Vetter (1972). Shock temperatures were estimated by
determining the thermal offset between adiabat and Hugoniot based on
the finite strain calculations and a Debye-Griineisen model for the
specific heat (e.g., Ahrens et al., 1969).
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1350K4. A volume decrease of 11 £ 1% is found at the transition in y
both sets of experiments, which is in agreement with simple systematics -
among the data for B1/B2 transitions among halides (Jamieson, 1977;

Demarest et al., 1978) and provides additional support for applying such

systematics to oxides. The consistency between the shock-wave and

diamond cell results on thé transition pressure in ~a0 provides an

approximate but independent confirmation of the ruby-fluorescence

Sk

scale calibration at about 65 (+5) GPa. Thus the B1/B2 transition

in Ca0 may provide a convenient and readily reversible pressure-

D S

calibration point for ultra-high pressure static experiments.
The shock-wave data corresponding to the Bl phase are in excellent
| ‘ agreement (Figure 1) with the theoretical Hugoniot calculated from
| recent ultrasonic data for Ca0 (Chang and Graham, 1977) and also
compare favorably with the theoretical Hugoniot based on the Modified
Electron Gas theory. Hence, the equation of state of Ca0 in the
Bl structure appears to be very well constrained both experimentally
and theoretically., Although the ab initio results underestimate some-

what the density of the B2 phase, they predict its compressional behavior

4The apparent difference in transition pressures may be due to either

thermal or kinetic effects: for example, 2 few GPa offset due to

kinetics.is found:for. the [100] orientation of NaCl transforming under
| shock (Fritz et al., 1971). Alternatively, this difference in trans-
| ition pressures could be due completely to the higher temperatures

j Lo achieved under shock, implying an entropy decrease on the order of

b ; 4 to 13 J/mol K at the transition (see footnote 3).
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quite well, Our Hugoniot data are consistent with essentially
identical zero-pressure bulk moduli (and pressure derivatives)
for the Bl and B2 phases of CaO, as expected from systematics,

Similar B1/B2 transitions are also considered to be plausible in
the geophysically important (Mg,Fe)O series. From simple, ionic-
radius ratio concepts (Wells, 1975; Shannon and Prewitt, 1969), the
Bl monoxides might be expected to transform at successively higher
pressures in the following order (cation/anion radius ratios in
parentheses): BaO (0.97), SrO (0.83), Ca0 (0.71), Mg0 (0.51).

Barium oxide is known to transform from a Bl to a B2-related structure
at about 14 GPa (Liu, 1971; Liu and Bassett, 1972), and hence SrO

is expected to transform at about 45 (+10) GPa and MgO above 100-110
GPa, from the present results on Ca0 combined with these systematics.

No B1/B2 transitions have been found in SrO to 34 GPa and MgO to

95 GPa or higher (iiu and Bassett, 1973; Mao and Bell, in press;

CArter et al., 1971), and the only other oxide for which a B1/B2
transition is known is EuO (but after undergoing an electronic transition)
(Jayaraman, 1972). Hence, Ca0 appears to be the only oxide for which

an uncomplicated B1l/B2 transition has been found to date. Despite

the relatively simple nature of B1l/B2 tramsitions, however, their
theoretical characterization is still imperfect, particularly for the
purposes of predicting their occurrence. This conclusion is illustrated
by the data for Ca0 which disagree with the B1/B2 transition pressures

expected from either ab initio calculations (Cohen and Gordon, 1976),
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120 GPa, or from a semi-empirical, lattice-instability model which
predicts a transition pressure between 28 and 40 GPa (Demarest et al.,
1977).

A significant consequence of the B1/B2 transition in calcium
oxide is that because of the resulting density increase a considerable
amount of CaO component is allowed within the earth's lower mantle,
at least below about 1550 kmidepth (corresponding to 65 GPa pressure).
As shown in Figure 1, the Hugoniot of the B2 phase of Ca0 is within
1-2% of the seismologically determined pressure-density relation
fof the lower mantle (Dziewonski et al., 1975; Anderson and Hart,
19?6). The reduction of this Hugoniot to estimated mantle temperatures -
re;ults in only a small correction which, if anything, improves the
comparisons. Although calcium might well occur in a complex oxide
or silicate mineral, simple oxide-mixing models have proved rather
successful in modeling the properties of the mantle and candidate
minerals at high pressure (Birch, 1952; McQueen et al., 1967;
Al'tshuler and Sharipdzhanov,il971; Anderson et al., 1971; Liu and
Ringwood, 1975). Hence from purely geophysical considerations, a
significant enrichment of refractory, calcium-bearing phases is
allowed within the earth's deep interior. Such enrichment might,
for example, be consistent with inhomogeneous accretion theories of
the terrestrial planets and would imply that the mantle is not chemically

homogeneous throughout (Turekian and Clark, 1969; Grossman and

5For example, at 110 GPa the temperature on the Hugoniot, about
2850 K (  footnote 3 ), is identical to estimated mantle

temperatures (e.g., Stacey, 1977).
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Larimer, 1974; Ringwood, 1975).
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Ca0: Diamond Cell Results

Run Pressure(l) Molar Volume (cm )(2)
No. (GPa) Bl Phase B2 Phase
14Y1 60.6 12.44 11.10
14Y2 61.2 12.36 11.06
14y3 63.4 12.26 10.90
14v4 63.7 12.28 10.87
14Y5 66.8 12.18 10.91
Notes:

Relative Intensity
I(Bl)/1(B2)

1.7
0.7
0.5
0.5
0.2

(1) Precision of *2 GPa; absolute accuracy of calibration
is within 67 (footnote 2).

(2) Based on 200 and 110 X-ray lines for Bl and B2 patterns,
respectively; estimated precision of molar volume is about
+0.7%. Relative intensities of X-ray lines based on visual

estimates.

(2)
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FIGURE CAPTION

New shock-wave data for Ca0 compared with previous, static
compression data and theoretical Hugoniots based on
finite-strain (PBH) and ab initio (MEG) calculations (see
text). Also shown are two seismological models for the lower
mantle (Dziewonski et al.. 1975: Anderson and Hart. 1976).
Error bars for the shock-wave data are approximatelv of the
size of the svmbols (or smaller). except for the datum in
parentheses which is considerablv less certain. The open
svmbol repnresents an alternative interpretation cof the

70 GPa result.
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Chapter 3

FeO and Ca0: HUGONIOT FQUATIONS OF STATE OF TWO OXIDES

Abstract

New shock-wave (Hugoniot) and release-adiabat data for Fe0.940
and Ca0, to 230 and 175 GPa (2.3 and 1.75 Mbar) respectively, show
that both oxides transform from their initial B1 (NaCl-type) structures
at about 70 (t10) GPa. Ca0 transforms to the B2 (CsCl-type) structure
and FeO is inferred to do the same. Alternatively, Fe0 may undergo an
electronic transition, but it does not disproportionate under shock to
Fe and Fe203 or Fe304. The Hugoniot data for the Bl phases of Fe0O and
Cal agree with the ultrasonically-determined bulk moduli (K0 = 185, 112GPa,
respectively), and the pressure derivative for Ca0 (Ké = 4.8); K6 n3.2
for FeQ is determined from the present data. The Hugoniot data are
consistent with low- and high-pressure phases of Fe0 and Ca0 having
nearly identical KO and Ké. Volume changes for Bl/B2 transitions in
oxides agree with theoretical expectations and with trends among the
halides: - %% n 47 and 117 for FeO and Ca0 respectively. Also, the
transition pressures increase with decreasing cation/anion radius ratio
for the oxides. The Hugoniot data show that the density of the outer
core is equal to that of a 50-50 mix (by weight) of Fe and FeO (V11 wt. 7
oxygen), consistent with geochemical arguments for the presence of oxygen

in the core. 1In terms of a mixture of simple oxides, the density of the

. Fe
lower mantle is satisfied by MgiFe

0,12, however arbitrarily large amounts
of Ca0 can be present; an enrichment of refractory components in the lower
mantle is allowed by the shock-wave data. Because of the relatively low

transition pressure in FeO, a B1/B2 transition in (Mg, Fe)0 is likely to
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occur in the lower mantle even if Mg0Q transforms at 150~170 GPa. Such
a transition may contribute to the scattering of seismic waves and

change in velocity gradient found near the base of the mantle.
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INTRODUCTION

Fe0 and Ca0 are the only major-element oxides which have not
previously been studied at the high pressures existing in the earth's
mantle and core. We report the first Hugoniot (shock-wave), equation-
of-state measurements for these oxides to pressure of 150 GPa (1.5 Mbar)
and above. We believe that our results have special application to
interpreting the state of the lower mantle and, in the case of FeO,
that of the core.

The most important result of this work is the discovery of phase
transitions in both oxides at about 70 GPa, which allow for the presence
of considerably more Ca0 and Fe0 in the lower mantle and core, respect-
ively, than has previously been thought, Similar transitions may occur
in (Mg,Fe)0, which is thought to be prevalent throughout the lower mantle.

Although the phase assemblages which occur in the earth's deep
interior are unknown, it has long been recognized that the close-packed
oxides have properties similar to those of the mantle [Birch, 1952;
Al'tshuler and Sharipdzhanov, 1971]. Hence, the simple oxides provide
a model, high-pressure assemblage which is a convenient standard
against which to reference other candidate phase assemblages. The

present shock~wave data show that a wide range of oxide compositions
can satisfy the properties of the lower mantle consistent, for example,
with inhomogeneous accretion theories [Turekian and Clark, 1969; Clark,
et al., 1972]. Some of the data for Ca0 which are presented below have
been discussed by Jeanloz, et al., [1979] who compare these with
independent measurements made with the diamond-cell. They also compare

the new data with the results of quantum mechanical calculations
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[Cohen and Gordon, 1976}, and find remarkable agreement between many
of the predicted and observed properties of Ca0 at high pressures. In
the following sections a description of the samples,an analysis of the
shock-wave data,and their application to the mantle and core are

discussed.

SAMPLES AND PREPARATION

The iron oxide samples studied here are hot-pressed polycrystals
from the same batch as studied by Graham and Bonczar [1978]. Petro-
graphic, and microprobe analyses reveal the presence of 2.0% (vol.)

Fe, whereas a lattice parameter of 430.8 (#0.4)pm was determined by
X-ray diffraction. This indicates a stoichiometric coefficient

x = 0,94 (in FexO) according to Hentschel [1970], and hence a crystal
density of 5.731 (£0.004) Mg/m3. A recent EXAFS study [Chen, et al.,
1978] demonstrates that mo interstitiél defects occur for x A, 0.90,
indicating that the present samples correspond structurally to
stoichiometric wlistite [cf. Roth, 1960; Kofstad, 1972].

Archimedean densities were measured using reagent-grade Toluene
and the correction factors of Berman [1939], but bulk densities were
determined by directly measuring the volume of each sample (cf. Table 1).
The porosity of the samples, derived from the bulk and cr&stal densities,
is about 4% and the near equivalence of bulk and Archimedean densities
indicates that most of this porosity is not interconnected.

The Ca0 samples used in this study were all cut in {100} orientation
(shock-wave propagation direction) from synthetic single crystals. These
were grown by arc-fusion techniques and were acquired from two sources:

(1) Oak Ridge National Laboratory (ORNL), samples grown and described
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by Abraham, et al. [1971]; (2) Ca0 from the same batch (MRC) as used in
the study of Son and Bartels [1972]. X-ray diffraction and electron
microprobe analyses produced no evidence of impurities. Because Ca0

is hygroscopic it was iﬁmersed in mineral oil for storage and cutting.
Final sample preparation was carried out in a glove box under a controlled
atmosphere and no evidence was found for even partial or surficial
hydration of the samples used in this study.

The MRC samples are of variable color ranging from clear to light
brown (darker portions of the crystals were avoided), whereas the ORNL
samples are uniformly clear; presumably the color is due to carbon
impurities [Freund, et al., 1977, 1978]. Archimedean densities of
virtually all of the CaQ samples were found to be slightly less than the
X-ray value Py = 3.345 Mg/m3 (Table 2). Infrared absorption spectra
revealed a strong OH peak at 3645 cm“1 in several 1 to 2 mm thick chips
from the ORNL crystals, indicating the presence of Ca(OH)2 {portlandite)
within these samples [eg, Nakamoto, 1970]. Care was taken to prevent
surface contamination or hydration, and the low values of density can be
accounted for by the presence of up to 2.9 wt% portlandite within the
Ca0 crystals. Briggs [1977] has similarly documented evidence for a
brucite (Mg(OH)z) precipitate within Mg0 grown by identical techniques

as used for the Ca0 crystals.

SHOCK EXPERIMENTS AND DATA ANALYSIS

Driver plates made of 2024 aluminum alloy, tantalum or tungsten
were used, with fused quartz or Lexan arrival wirrors mounted on the

back and on each side of the sample [eg, Ahrens et al., 1977]. The
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driver plates are impacted by projectiles which are accelerated either
by a two-stage light-gas gun or by a 40 mm propellant gun. The primary
measurements consist of timing the projectile velocity and measuring
the shock~wave travel time through the sample and mirrors (of known
thickness) by way of a streak image such as is shown in Figure 1, and
schematically in Figure 2. Timing calibration marks are included
directly on the streak image. Further experimental details are given
in Jeanloz and Ahrens [1977, 1978], Ahrens, et al. [1977], and Jackson
and Ahrens [1979].

Impact velocities are measured with typical accuracies of about 0.1%.
The largesf uncertainties in these experiments arise from reading the streak
records which are interpreted from both a direct visual reading and also by means of
microdensitometer scans [Jeanloz and Ahrens, 1978; Jackson and Ahrens,
1979]. Between 25 and 50 scans are made across each streak record in a
direction parallel to the time axis, and each of the boundaries corresponding
to thevshock wave entering or exiting the sample or mirrors is picked at
the midpoint of the maximum gradient in light intensity (Figure 1). Time
resolution is strictly limited by the graininess of the film at about
0.5-1.0 ns, however the actual boundary locations are only determined
to about 1.5 ns, or more, due to the fuzziness of the boundaries. This
reflects, in part, the finite rise-time of the shock front.

A common difficulty arises from non-normal impacts as illustrated
in Figures 1 and 2. The tilt of the projectile can reach up to 3~5°
at impact, however the particle velocity vector is still oriented normal
to the ariver plate and the boundaries on the streak record need only be

fit by parallel lines which are not normal to the time axis. Ignoring
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for the moment projectile bowing (discussed below), the best fit to the
boundaries corresponding to the shock entering the arrival mirrors
(simultaneously, entering the samples), the buffer mirror (exiting the
sample) and the buffer arrival mirror (exiting’che buffer mirror) is
given by the least-squares solution to a set of straight, parallel
lines [eg, Draper and Smith, 1966]. A weighting matrix can be determined
by the sharpness of each boundary crossing, however this is usually
unnecessary. For convenience, the time axis is centered at the midpoint
of the slit image. The least-squares analysis gives a direct estimate
of the standard error of the intercept for each boundary, which is then
used to evaluate the error in the determination of the shock-wave velocity.
A more difficult problem arises from bowing of the projectile, as
schematically shown in Figure 2. This commonly occurs at velocities
above about 5.7 km/s (for Ta flyer plates) and produces a curved boundary
on the streak record where the shock enters the sample. Corrections due
to projectile bowing are large, up to about 15 ns (3-5% of the travel
time), although they only correspond to a 50-100 um maximum flexure of
the flyer plate. In reducing the data, a quadratic least-squares fit to
the first boundary is found by an iterative scheme such that the slope at
the centroid (intercept with the time axis) is parallel to the simultaneous
least-squares fic to the remaining boundaries, which are\taken to be
parallel and straight. As is illustrated in Figure 2, the straight line
approximation is not good for the first boundary when the projectile is
bowed, although it is a good approximation for the remaining boundaries

(only one is shown) because these are relatively short and involve little
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extrapolation. The shortest travel time through the sample, which
determines the shock-wave velocity, is given by the time interval
measured along the centered time axis. Independent experiments in
which the bowing is directly observed suggest that a quadratic fit and
extrapolation of the first boundary, as used here, is adequate.

An important source of error results from nonuniform writing rate
of the image-converter streak camera used for experiments with the
light-gas gun (Figure 1). Although timing calibrations are performed
for each experiment, the nonuniformity in writing rate can at times be
determined only to 10 or 20%. 1In reducing the data, a time-dependent
writing rate is used which corresponds to the portion of the record being
read.

Combining the errors just enumerated, the shock-wave velocity is
usually determined to about 1% (cf. Tables 1 and 2). A standard error
analysis is used [e.,g,Mood et al., 1974, p. 181], with most of the terms
in the matrix of partial derivatives employed for the error propagation
being given in Jackson and Ahrens [1979]; additional terms have been
included for uncertainties in initial density. The remaining data
reduction employs the usual impedance matching conditions to determine
Hugoniot states [e.g.,Walsh and Christian, 1955]; the Riemann-integral
equation is applied for release-path determinations [see Rice, et al.,
1958; Lyzenga and Ahrens, 1977; Jeanloz and Ahrens, 1977, 1978]. The
standard equations of state of McQueen et al. {1970] for 2024 aluminum
alloy, tantalum and tungsten, from Wackerle [1962] and Jackson and Ahrens
[1979] for fused quartz, and from Carter and Marsh [1979] for Lexan were

used in this study.
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Results
The new shock-wave data for Fe0 94 0 and Ca0 aré shown in Figures 3

3 and 4, and listed in Tables 1 and 2; both Hugoniot states and release

~ adiabats are presented. For both compounds, there is clear evidence
for a shock-induced phase transformation at approximately 70 GPa from
the initial, Bl (NaCl-type) structure.

The properties of the Bi phases of both Fe0 and Ca0 have been
studied extensively, in part because of the geophysical interest in
these compounds [e.g.; Mao et al., 1969; Akimoto, 19725 Jackson, et al.,
1978; Graham and Bonczar, 1978; Son and Bartels, 1972; Sato, et al.,
1973; Chang and Graham, 1977]. The present data are in good agreement
with the results of most of these studies. For example, a least-squares
fit (third order, Eulerian finite strain: see Jeanloz and Ahrens [1979a]
for details) to the Ca0 Hugoniot data determine the zero-pressure bulk
modulus and its pressure derivative, KOS = 111 +* 3 GPa and Kés= 4.7 £ 0.2,
in excellent agreement with the ultrasonically determined values of Chang
and Graham [1977]: 112.5 GPa and 4.8, respectively [cf. Jeanloz, et al.,
1979]. These values are compatible with the results of previous static-
compression [Perez-Albuerne and Drickamer, 1965; Sato, et al., 1973]
and ultrasonic [Son and Bartels, 1972] studies, however the more recent
work of Dragoo and Spain [1977] yields values that are significantly
different. The best estimates of the properties of the Bl phases of

Fe0 and Ca0 are listed in Table 3, which also provides the values of the

Grlineisen parameters used in the present analysis.
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In the case of Fexo, the present data are in excellent agreement

with the value KOS = 185 * 5GPa measured ultrasonically by Jackson et al.,
[1978] and Graham and Bonczar [1978]. This is illustrated in Figure 5,
in which the Hugoniot shown is based on the ultrasonic value of the

bulk modulus, but with K' unconstrained. With the K. _ thus constrained,

0 0s
the data require K6 = 3,2 % 0.3, whereas an unconstrained fit to the

three shock-wave data results in K . = 190 * 5 (GpPa), K6 =3,0 £ 0.3

0s
(Table 3). The isotherm corresponding to the Hugoniot is also shown in
Figure 5, and it is evident that the c¢arlier static-compression data
[Clendenen and Drickamer, 1966; Mao, et al., 1969] are not in agreement
with the ultrasonic and Hugoniot measurements. The initial density

(po) of Fe0 is not well determined (Table 3) because of the effect of
nonstoichiometry on the lattice parameter of wlistite [e.g, Bénard, 1954;
Katsura, et al., 1967; Hentschel, 1970; Hayakawa, et al., 1972].

Becausg many compounds with a Bl structure transform to the B2
(CsCl-type) structure at high pressures[e.g. Pistorius, 1976], the
transitions exhibited by FeO and Ca0 (Figures 3 and 4) might be expected
to be of this type. Sluggish kinetics are not likely to seriously affect
the shock data for a displacive transition, such as a B1/B2 type
[Johnson'and Mitchell, 1972]. Although {100}-oriented crystals, such
as used here for Ca0, may transform at slightly higher pressure than
{111} crystals due to kinetics, this is likely to be a relatively small
effect [see Fritz, et al., 1974; Duvall and Graham, 1977]. From in-situ
X-ray diffraction at high pressures, the transition in Ca0 is known to

be of B1/B2 type and it begins under shock within 10 GPa of the static

transition pressure [Jeanloz, et al., 1979]. The present data can not
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conclusively determine the nature of the Fe( tramnsition, however for
both Ca0 and FeO the transition begins between about 70 and 80 GPa
under shock. Although the record for experiment LGG 060 on Ca0 can not
be unambiguously interpreted, the preferred interpretation is that it
documents a two-wave structure with the first (70 GPa) wave being
associated with the B1/B2 transition. The alternative interpretation
of that record is also given in Figure 3 and Table 2, and would imply
a transition pressure between 60 and 70 GPa for Ca0. Similarly,
experiment LGG 034 (datum in parentheses, Figure 4) was only partially
suqcessful and its interpretation is uncertain.

~Systemétic relations suggest that Bl and B2 phases should have
similar values of KOS and Ké[e.gg Davies, 1976], and this is consistent
with the present data for Ca0 and FeO. The properties of the high-pressure
phases of these oxides can be derived from the Hugoniot data of
Figures 3 and 4, the results being listed in Table 3. The same approach
has been used as discussed above: a third order finite-strain equation
of state is found by a least-squares fit [Jeanloz and Ah;ens, 1979a].
High values of Yo have been assumed for the high-pressure phases based
on the work of Ramakrishman, et al. [1979; see also Jeanloz, 1979; Jeanloz
and Ahrens, 1979a] who show that y increases significantly on transforming
from Bl to B2 phases; The transformation energies (EtrmPtrAVtr) have |
been determined by extrapolation of the high-pressure phase Hugoniots
to the approximate transition pressures, using the least squares-fit
shock velocity (US) vs. particle velocity (up) relations given in Table 3.

The Ca0 data from shots LGG 024 and 033 are considered separately,

below.

B |
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Because the B2 structure is a likely candidate for the high-
pressure phase of Fe0, theoretical Hugoniots were constructed based on
the predicted properties of this structure [e.g., Jeanloz and Ahrens
1977; Jeanloz, et al., 1979]. The envelope of the family of Hugoniots
thus calculated from third order finite~strain theory and for a plausible
range of parameters is shown in Figure 3. The high-pressure data fall
within this envelope, consistent with the predicted occurrence of the
B2 phase, however they exhibit a curvature which is not seen in the
calculated Hugoniots. Since the four highest pressure Hugoniot points

define a straight US—u trend, it is not likely that a further transition

P
_occurs in the 100 to 230 GPa pressure range. This suggests that a

higher than third-order finite strain expansion is required, and the
solid curve shows one possible fourth-order solution (po = 6,2 Mg/m3,
%

g = 192 GPa, K} = 3.55, §, = 1.5, y =2, n=1, E

which corresponds to a (constrained) least-squares fit to the data.

er = 31 kJ/mol),

The datum at 152 GPa is not diserepant

because it derives from a sample with a slightly lower initial porosity
than the other samples: correcting for this effect shifts the point to
the solid curve. This solution is consistent with the parameters listed
in Tablé 3 and is used for the subsequent analysis of the high-pressure
data of Fe0. Whether these data correspond to the B2 structure or not
does not strongly affect this analysis.

Once the properties of the high-pressure phases have been determined
by a fit to the Hugoniot data, temperatures along the Hugoniot can be

directly calculated [cf. Jeanloz and Ahrens, 1979a, and references therein].
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The results for Ca0 and Fe0 are given in Figure 6, along with recent
estimates of the geotherm in the lower mantle and core, for comparison.
A Debye-Griineisen model is used for calculating the specific heat, and
anharmonic contributions of higher order are neglected. Ca0 is in the
high~temperature regime above about 80 GPa and 1000 K ou the Hugoniot,
whereas Fe0 enters the high~temperature range at 300-400 K and low
pressure. The main reason for the steeper rise in temperature along
the Hugonict of Ca0 as compared with that of Fe0 is due to the
significantly higher density of the latter. Nevertheless, for both
compounds a direct comparison of the Hugoniot with the measured
properties of the earth can be made approximately within the pressure
range of 100 to 140 GPa.

For Ca0 and Fe0O, the agreement between the expected properties of
the B2 phase and the observed properties of the shock-produced, high-
pressure phase is rather good. Both from considerations of a simple
ionic model for B1l/B2 tramsitions [e.g.,Pauling, 1960; Wells, 1975] and
from experimental data [e.g.,Demarest, et al., 1978], the volume change
at the transition is expected to be determined by the ratio of ionic
radii of the compound in question. As is illustrated in Figure 7, such
systematics are remarkably good for both halides and oxides (BaO involves
complications due to the occurrence of distorted structures: Liu. [1971];
Liu and Bassett [1972]). Similarly, the transition'pressure from Bl to
B2 structures is expected to increase with decreasing cation/anion radii,
at least qualitatively. Figure 8 shows this to be the case for the data
currently available for oxides. Both SrO and Mg0 are known not to

transform to the B2 phase to pressures of 34 and 95 (to 120) GPa,
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respectively [Liu and Bassett, 1973; Mao and Bell, 1979; Carter, et al.,
1971], hence only lower bounds can be given for the transition pressures
of these compounds. The only other oxide for which a B1/B2 tramsition
is known, Eu0 at 40 GPa, can not be directly compared in this respect
since it is known to undergo a valence transition at about 30 GPa
[Jayéraman, 1972; Jayaraman, et al., 1974]. It is interesting to note
that Eu0 does fit on the trend of Figure 8 if the ionic radii for
valence 2 are nevertheless used.

The high-pressure data for FeO can not be discussed further without
considering what phase they may reflect. Several alternatives are
listed in Table 4, and these can be distinguished as either structural
or electronic transitions; a combination may also obtain. The,occurrence
of a distorted structure or of an unknown structure-type can not be ruled
out, but these would likely have densities similar to or less than that
of the B2 phase (as in Ba0); Fe0 would be expected to further transform
to a B2 structure. Disproportionation reactions of the type discussed
by Mao [1974] and Mao and Bell [1977] do not satisfy the present data,
however. As is shown in Figure 9, combinations of Fe203 or Fe304 and
Fe result in densities significantly less than those of Fe0 at high
pressures, based on the shock-wave data of McQueen and Marsh [quoted in
Birch, 1966] and McQueen et al., [1970]. Such assemblages would result
in densities virtually identical to those of the Bl (low pressure) phase
of FeO.

Pressure-induced electronic transitions must be considered more

speculative candidates for explaining the phase transformation in FeO
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since few such transitions are known among oxides. Also, there are
difficulties in understanding the electronic structure of Fe0

[e.g., Adler, 1968, 1975; Falicov and Koiller, 1975], and only crude
predictions can be made, as is illustrated by the example of a épin—
pairing transition. According to most estimates [Fyfe, 1960; Burms,
1970; Gaffney and Anderson, 1973; Strems, 1976; Ohnishi, 1978] such a
transition would involve a large volume change (about 20%) occurring
between 25 and 55 GPa, and involving a significant increase in bulk
modulus [Ohnishi and Mizutani, 1978]. This is inconsistent with the
present data, and a spin transition could be ruled out except that
Tossell [1976] has argued that it might involve only a 5% volume decrease
in Fe0 based on the work of Clack and Smith [1974] on fluorine analogs.
This, along with Tossell's predicted transition pressure of 60-70 GPa,
is consistent with the present data.

The possibility of a valence transition in Fe0 can similarly not
be ruled out, although it would require the gap between 3d and 4s bands
to decrease by about 2.4 eV (or more) as a compression %' ~ 0.77 is
achieved [cf. Bowen, et al., 1975]. This would require g significantly
(v50%) larger decrease in the band-gap upon compression than is found in
Eu0 [Jayaraman, et al., 1974], which only has a 1.1 eV gap at zero
pressure. The density change at such a transition could be large but
need not be, aslis the case for Eu0 [~47%: Jayaraman, 1977]. However,
the zero-pressure density of metallic Fe0 of 7.34 Mg/m3 as calculated
by Ringwood [1978] would, if correct, completely rule out metallization

as the cause of the FeO transition observed in this study. Ross [1972]
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has argued for the validity of the Herzfeld theory of metallization which

" would predict an electronic collapse in Fe0 only at a density greater

than 10.1 Mg/m3, corresponding to a pressure well above 200-250 GPa.
This also suggests that the present transition in Fe( is not due to
metallization, although it is worth noting that the density required for
the electronic collapse in Eu0 is itself overestimated by the Herzfeld
theory. Therefore, the possibility of either a spin-pairing transition
or a valence transition in Fe0 can not be critically tested.

On the other hand, there is close agreement between the observed
transition in Fe0 and the behavior predicted for a B1/B2 transition,
as shown by Figures 3, 7 and 8. Hence, the preferred interpretation is
that FeO, like Ca0, undergoes a Bl/B2 tramsition, although the possibility
of an electronic transition cannot be ruled out. The correlation in

Figure 8 is unexpectedly good, particularly since the relatively low

ratio of shear to bulk moduli in Fe0 suggest that the Bl structure is
somewﬁat less stable in this than in the other oxides [Jackson, et al.,
1978]; the slight deviation of FeO from the trend is therefore not
surprising. Although crystal-field stabilization has been invoked to
explain the high-pressure phase equilibria among iron-~bearing minerals
[e.g., Syonoet al., 1971; Burns, 1976; Yagi, et al., 1978], such an
effect would tend to increase the relative stability of FeO in the Bl
structure, contrary to what is shown in Figure 8.

The release adiabats determined for FeO and Ca0 in both their
low and high-pressure phases (Figures 3 and 4) are of interest in that

they are generally internally consistent,with slopes less than the
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slope of the Hugoniot. This is not the case for many silicates which
typically exhibit anomalous (steep) release paths from their Hugoniot
stat.es, suggesting the presence of a mixed-phase region or of non-
equilibrium effects [Ahrens, et al., 1969b; Grady, et al., 1974, 1975;
Jeanloz and Ahrens, 1977, 1978]. Entropy production due to viscous
dissipation can not account for such anomalous release adiabats [Jeanloz
and Ahrens, 1979b]. The present results for simple oxides lend further
confidence to the previous measurements of release adiabats, despite
their often anomalous nature [see also Grady, 1977]. Other than the
release from 161 GPa (LGG 043), which may be anomalous, the release
adiabats from the Hugoniot states of Ca0 are shallower than would be
expected for the isentropes of a solid. Although vaporization upon
decompression could explain this observation, the calculated Hugoniot
temperatures are lower than the melting temperature, and other effects
may be involved [Lyzenga and Ahrens, 1977]. By contrast, the Fe0 release
adiabats are quite similar to isentropes expected for solids. Also,

the release paths in the mixed-phase region (eg, 84 GPA for Cal) are

as expected for a momentarily "frozen-in" transition [Ahrens, et al.,
1969b; Grady, et al., 1974, 1975].

The Hugoniot data for Ca0 at 134 and 149 GPa (LGG 024 and 033 in
Table 2, not shown in Figure 4) have not been considered in the fore~
going discussion. These data are anomalous (Figure 4), both in their
extremely high densities and in their steep release adiabats. A mis-
reading of the raw data would tend to result in anomalously shallow

release paths for an erroneously high Hugoniot density, contrary to
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observation, and the errors associated with these data appear to be

too small to account for the discrepancy. In fact, all of the data at
high pressures in Figure 4 appear to contain more scatter than is usual
[e.g.,Jeanloz and Ahrens, 1978], and it is possible that these anomalies
reflect an incipient instability in Ca0. As with Fe0, an electronic
collapse is expected in Ca0 at pressures (or densities) above those
achieved in this study, however the relatively high Hugoniot temperatures
which are feached above 120 GPa might help to promote such a transition
(or other instability). Speculation aside, the two high density data

are considered to be anomalous, and are not further discussed,

DISCUSSION

Recently, the idea has been revived that oxygen may be an important
constituent of the earth's core [Ringwood, 1978; cf, Jacobs, 1975].
Thus, one of the reasons for interest in the properties of FeQ at high
pressures has been in order to test its viability as a component in the
core. The comparison between iron, Fe0 and the outer core is presented
in Figure 9, in which the shock-wave data have been reduced to core
temperatures according to the analysis given above and that in Jeanloz
[1979]. Stacey's [1977] geotherm for the core has been used, however,
the results do not depend critically on the assumed temperatures: 1500K
affects the densities by about 1%, the estimated accuracy of the reduced
Hugoniot data.

With the discovery of the new high-pressure phase of Fe0, somewhat
more oxygen can be allowed in the core, from the seismological bounds,

than has previously been thought. As is evident from Figure 9, both the
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density and the compressibility (mot well constrained) of an Fe-Fe0
mixture can reproduce the properties of the core: about 50 wt.Z FeO
(11 wt.% 0) is required in combination with iron. This corresponds

to approximately 30 atomic %Z O, or nearly a composition of Fe20,
comprising the liquid outer core, and hence supports Ringwood's [1978]
hypothesis. Although Dubrovskiy and Pan'kov [1972] had also proposed
that iron oxide is present in the core, the new shock-wave data
preclude their inferred composition of 100%Z FeO. The results of this
study can not be used to critically evaluate the Fe20 hypothesis of
Bullen [1973; Strens, 1976], since this is predicated on an assumed
electronic transition in iron oxide, but the present data are not
exactly consistent with FeZO comprising the outer core (by about 27 in
density).

In order to evaluate these latter hypotheses, it is crucial to
resolve whether the 70 GPa transition in Fe0 involves an electronic
transition or not. The shock-wave data allow considerable amounts of
oxygen in the core on physical grounds (demsity, bulk modulus), however
the geochemical considerations (nature of bonding, whole-earth
composition) can not be addressed. If oxygen occurs in the core,
immiscible liquids may tend to form, as happens at zero pressure, unless
Fe0 becomes semimetallic [Ringwood, 1978]. A two~phase melt would, in
this case, be highly unstable due to the large density differences
between the two liquids (Figure 9). Hence adequately vigorous stirring
in the core would be required in order to prevent unmixing, unless the

endmember components become more compatible at high pressures than they
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% - are at zero pressure. Although a hypothesized electronic transition
in Fe0 is compatible with the present data, none is required and a
structural transition is quite adequate for explaining the shock~wave
measurements.

An important consequence of allowing oxygen in the core is that
this increases the estimated minimum temperature of the outer core,
probably to about 3500K, based on the high-pressure experiments of
Usselman [1975a,b; see Jeanloz and Richter, 1979; Ringwood, 1978].

The upper bound for temperature is still determined by the melting

E - point of iron, which presumably can not be exceeded at the inner core/
outer core boundary.
; . The new data for Ca0 and Fe0O can also be applied to models of the
: earth's lower mantle. For example, one of the main results discussed
by Jeanloz, et al., [1979] is that Ca0, as a consequence of its phase
transition, has essentially the same density as the mantle at pressures
above 60-70 GPa (Figure 4). Therefore, Ca0 is an "invisible" component
of the lower mantle in that virtually any amount can be accommodated in
accordance with seismological observations. An enrichment of Ca0 within
the lower mantle would be compatible with an enrichment in refractory
components, as suggested by inhomogenous accretion theories.

Similarly, Si0, is essentially an invisible component of the lower

2

mantle according to the available shock-wave data [e.g., Davies, 1972].

Although Si0, may have a density slightly lower than that of the mantle

2
at high pressures (and mantle temperatures), there is significant
uncertainty in the reduction of the Hugoniot data [e.g., McQueen, et al.,

1963, 1964; Ahrens, et al., 1969a; Davies, 1974]; the difference in
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densities is within about 17 and hence probably not resolvable.
Consequently, in terms of the major element oxides, only the relative
proportions of MgO, A1203 and Fe0 in the lower portions of the mantle

can be constrained with any assurance. At pressures less than 60-70 GPa
(depths less than about 1550 km), Ca0 would also be considerably less
dense than the mantle, unless its B2 structure is stabilized by solid
solution or unless it can enter another high density phase [e.g., Liu and
Ringwood, 1975]. |

The new data for Fe0 do not significantly alter previous conclusions
about the relative proportions of Fe in the mantle [Ringwood, 1975]. A
value of %gxfg»m 0.88 (#0.02) satisfies mantle properties for essentially
any combination of :MgO, Fe0 and SiOZ, whereas slightly lower values are
required for more than about 3-4 mol% A1203. On the other hand, it is
possible that phases with densities slightly higher than the component
oxides occur within the lower mantle, thus tending td increase this
Mg~value for the total assemblage.

Of greater interest, however, is considering Fe0 as a candidate
phase (rather than component oxide) of the lower mantle. Upper mantle
olivine transforms to a perovskite + magnesiowlistite assemblage at high
pressures, with iron being enriched in the oxide; these are considered‘
likely to be the most important phases of the lower mantle [Liu, 1976,
1977, 1978; Yagi, et al., 1978; Mao, et al., 1979]. Therefore, it is

of interest to extrapolate the present results across the Mg0-Fe0

solid solution series, to plausible mantle compositions.
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Mg0 might be expected to transform at high pressure to the B2
phase, with about a 27 density increase (Figure 7). However, shock-wave
data [Carter, et al., 1971] indicate no evidence of a transition in Mg0
to about 120 GPa, and this has been confirmed to 95 GPa in diamond-cell
exp2riments [Mao and Bell, 1979]. But even if Mg0 transforms at a
presisure in excess of 150 GPa, its B2 structure could still be of
significance for the mantle. Interpreting the high-pressure phase of
Fe0 as a B2 structure, a phase diagram can be constructed for (Mg,Fe)0
based on the new Hugoniot data, the systematics of Figure 7, and an
assumed transition pressure for Mg0O. The result is Figure 10, in which
Mg0O is shown transforming at 150 or 170 GPa, as two examples. The
plausible range of composition for (Mg,Fe)O in the mantle is indicated,
as is the appropriate composition of magnesiowlistite in equilibrium with
perovskite in a pyrolite-like mantle [Yagi, et al., 1978). Thus,because
of the relatively low transition pressure which has been found for FeO,
a B1/B2 transition in magnesiowlistite may be of significance in the
lower mantle, particularly in the D" layer at its base.

Jeanloz and Richter [1979] recently discussed several possible
explanations for the nature of the D" region which is characterized by
anomaloﬁs gradients in seismic velocities, scattering of seismic waves
and possible heterogeneities [see Cleary's, 1974, review and references
therein; also Julian and Sengupta, 1973; Sacks and Beach, 1974; Haddon
and Cleary, 1974; Kanasewitch and Gutowski, 1975; Wright and Lyons, 1975;
Dornboos,’1976; Chang and Cleary, 1978]. Although both compositional
and thermal heterogeneities have been invoke# to explain the properties

of the D" layer, the present data suggest that a third alternative, phase
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transition could strongly accentuate slight variations in the temperature
fieid near the base of the mantle, assuming a non-zero Clapeyron slope;
the transition shown in Figure 10 involves a density increase §p "5 to
8% in (Mg,Fe)O. A comparable density contrast requires temperature
variations of 5000 to 10000K, which are highly unlikely, or compositional
variations corresponding fo about 10 mol percent Mg0 (ideal mixing assumed
throughout).
The phase assemblage near the base of the mantle is unknown, but
for an olivine-rich composition perovskite might be expected as the
dominaht phase with up to 30 vol. % magnesiowlistite [V 15 vol. 7% for a
perovskite-bearing pyrolite assemblage; see Ringwood, 1975; Mao, et al.,
1979]. From velocity-density systematics [e.g., Birch, 1961], this .
immediately suggests local velocity variations of 2 ~ 47 in the D"
region which could readily cause scattering. Alternatively, noting that

neither bulk nor shear moduli change very much upon transforming from

Bl to B2 structures [Table 3; Davies, 1976; Jeanloz, et al., 1979;

Cohen and Gordon, 1975}, the velocity is expected to decrease by about 1%
(for pyrolite composition) due to transformation in (Mg,Fe)0 near the
base of the mantle. This could contribute to the anomalous change in
velocity gradient which is observed, and the need for compositional

haterogeneity in the D" .region may be precluded.
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CONCLUSIONS

New shock-wave data have been presented for Ca0 and FeO to about
175 and 230 GPa, respectively. In both cases, a phase transformation is
found at approximately 70 (#10) GPa; it is known to be of B1/B2 type
in Ca0. Alternative explanations (eg, electronic transitions) can not
be precluded in the case of Fe0, but the preferred interpretation is
that this oxide also undergoes a B1/B2 transition.

The shock-wave data for the Bl phases of Fe0 and Ca0 are in
excellent agreement with several ultrasonic and static-compression
measurements on these compounds, as well as with Modified Electron Gas
calculations for Ca0 [Cohen and Gordon, 1976]. Combining the available
data allows a value Kb 23,2 to be determined foy FeO., Similarly, the
properties of the high-pressure phases of Ca0 and Fe0 have been
determined from a reduction of the shock-wave data (Table 3). In both
cases, these properties are consistent with expectations for B2 structures
based on systematics.

The main application of the Fe0 data is towards evaluating the
possible oxygen content of the core. The new data allow a considerable
amount of oxygen to be present in the core, as has recently been suggested
from geochemical considerations [Ringwood, 1978]. However, only the
physical constraints on this hypothesis can be considered here, and
establishing ghe nature of the transition in Fe0 may provide important
geochemical constraints. About 30 atomic percent substitution of oxygen
in the core (the remainder being Fe) is consistent with the shock-wave

data.

1
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Ca0 is found to have densities essentially equivaleht to those of
the mantle at pressures in excess of 70 GPa. Hence it, along with SiOz,
is an invisible oxide component of the lower mantle in that there are
no constraints on the amounts of these oxides which may be present. 1In
terms of a model, mixed-oxide assemblage for the lower mantle only the
relative propdrtions of Mg0 and A1203 versus FeQ can be determined from
density and bulk modulus data. More realistic, candidate phase
assemblages (eg, perovskite-bearing) have similar properties, but
probably require slightly less iron—enrichment to achieve mantle densities
than the simple oxides. Nevertheless, the data for oxides allow a
considerably different composition in the lower mantle than in the upper
mantle. For example, an enrichment of refractory components in the
lower mantle, as is suggested by inhomogeneous accretion theories
[Turekian and Clark, 1969], is consistent with its measured properties.

On the other hand, an application of the present data to the
perovskite and oxide assemblage which is presumed to be abundant in the
lower mantle, suggests that a phase transition in magnesiowlistite may
be of significance within the mantle. In particular, such a transition
may occur within the D" region, suggesting the presence of only a simple
thermal boundary layer at the base of the mantle and henée the possibility
of another boundary layer elsewhere within the lower mantle. The most
plausible cause of such a boundary layer within the mantle, and its
requisite barrier to convection, is a major chemical discontinuity.

The results of this study are compatible with, and perhaps suggestive of,

the earth's mantle consisting of more than one chemical and dynamic

system.
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Bl Phase
0y (Mg/u)

KOs (GPa):

B2 Phase
3

Po (Mg/m™)

KOs (GPa):

dKO:

dp

Etr (kJ/mol):

Yo*

_ dlny

n= dlnV
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Table 3

Properties of FeQ and Cal

Fel

5.864 $0.045 (1)

185 5 (3)

3.2 £0.3 (5)
1.63 x0.25 (2,6)

'y/V = constant

6.05 £0.15 (8)

195 +10 (8)

3.4 x0.5 (8)

29 £3 (8)
1.8 0.2 (7,10)
1 tol.5 (7)
US = 3,72
+ 1.59 uy (km/s) (8)

(7

Ca0

3.345 %0.003 (2)
112 £1 (4)

4.8 0.1 (4)

1.51 #x0.11 (2,6)

3.76 #0.05 (8,9)

115 #8 (8)

4.9 £0.8 (8)

90 =5 (8,9)
1.8 0.2 (7,10)
1 to 1.5 (8)

US = 3.80

K

+ 1.59 (km/s) (8,11)
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Table 3 (continued)

Notes and References

Zero subscript indicates evaluated at zero pressure. Values for Fe0

are corrected for nonstoichiometry where necessary.

1)
(2)
(3)
(4)
(5)
(6)
7
(8)

(9
(10)

an

Hentschel [1970]

Robie, et al [1978]

Jackson, et al [1978]; Graham and Bonczar [1978]; this study
Chang and Graham [1977]; this study

From shock~wave data, with KOS constrained within stated range
Touloukian, et al [1977]; data in table

assumed

This study, from fits to Hugoniot data. The high-pressure phase
of Fe0 may not be of B2 type: see text,

Jeanloz, et al [1979]

See Ramakrishnan, et al [1979]

Data from experiments LGG 024 and 033 excluded
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Table 4

Fe0 Phase Transition

STRUCTURAL

a) Bl(NaCl) + B2(CsCl)

b) Distorted Structures

c¢) Disproportionation

ELECTRONIC

a) High spin + Low spin

b) Valence Transition

~AV

OBSERVED BEHAVIOR: —V-N 47, P

tr

PREDICTED BEHAVIOR

-V,
55" 4% P~ 90 GPa

-AV

v 0

-AV

2
? Ptr > 200 GPa, o

n70-80 GPa, K, ~ 200 GPa

0

20%, K, ~ 250 GPa, P

—V-NSX, Ptr n 60-70 GPa

n 25-40 GPa
r

n 7.34 Mg/m3
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Figure Captions

Figure 1.

Figure 2.

Expgrimental record for shot LGG 057 on Cal. (a) Still
photograph of back side of target showing side arrival mirrors
(A and E) and sample on driver plate. Buffer mirror and scale
are placed on back of sample, and buffer arrival mirror

is placed on back of buffer mirror. Position of slit

is also indicated.

(b) Streak photograph produced by sweeping the image, as viewed
through the slit, of the back side of the target to the right.
The successive destruction of shock-arrival, bufifer and
buffer-arrival mirrors by the shcck wave is recorded by the
disappearance of the light reflectgd from these mirrors. Time
calibration shown at top. Note thé tilt due to non-normal‘impact.
(c) Microdensitometer records correspending to the three traces
shown on the streak record (not corrected for tilt). Shock
arrival times are indicated.

(d) Calibration of image-converter streak camera: writing rate
is determined from microdensitometer scan of time calibration

on streak record (stack of ten records shown).

Schematic illustration (highly exaggerated) of projectile tilt
and bowing, and their effect on the streak record. Particle-
velocity vector (ub) is normal to target (seen edge-on) despite
tilt. The arrival on the streak record corresponding to the
shock~wave enterihg the sample is significantly curved due to

the bowing of the projectile.




Figure 3.

Figure 4,

Figure 5.

Figure 6.

1067

Hugoniot (solid points) and release-adiabat (error bars,

no points) data for Fe0'940 (Table 1). The initial
densities of the present samples, wlistite of the same
stoichiometry and the nonporous equivalent (wiistite + iron)
are shown. Dashed curves indicate envelope of theoretical.
Hugoniots calculated ior the B2 phase (see Table 3). Free-

surface result (shot 471) excluded for clarity.

Hugoniot and release-adiabat data for Ca0 in Bl and B2
structures (Table 2); symbols are as in Figure 3.
Seismologically determined compression curves for the lower
mantle are given as short-dashed lines. Open Hugoniot point
shows the alternative interpretation of experiment LGG 060,
and the datum in parentheses (LGG 034) is highly uncertain.

Data from shots LGG 024 and 033 are not included (see text).

Compression data for wiistite in the Bl structure. The
theoretical Hugoniot calculated from ultrasonic data (see
text, Ké unconstrained) is shown, along with the corresponding
isotherm. Isothermal static-compression and shock-wave

data are given as open and closed symbols, respectively.

Calculated temperatures along the Hugoniots of Cal0 and F 0;

0. 94
dashed portions indicate regions of phase transformation.
Recently estimated geotherms for the lower mantle and outer

core are also shown.

[VoH)




Figure 7.

Figure 8.

Figure 9.
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Correlation of relative volume decrease at the B1/B2 transition
with ratio of cation/anion radili, from data and an ionic
bonding model (solid lines; after Demarest, et al., 1978). Two
cases for repulsive potentials with r:—9 and r_12 dependencies
are given, and the ionic radii of Shannon and Prewitt [1969]
were used. The nature of the Fe0 transition is uncertain and
the case of Ba0 is complex (open symbols: see text). The

radius ratio for Mgl is also indicated.

Correlation of transition pressures in Bl monoxides with

radius ratio (see Figure 7).

Shock-wave data for Fe0 (present results), Fe (McQueen et al.,

1970), Fe203 and Fe304 (McQueen and Marsh, in: Birch, 1966) (Heavy
curves) compared with the seismologically determined compression
curve of the core [Dziewonski, et al., 1975; Anderson and

Hart, 1976]. The Fe and FeO data, corrected to core temperatures,

are shown as thin dashed curves. Mixtures of oxides and Fe
corresponding to FeQ are given as thin solid curves: 1/3 (Fe + Fe203),
1/4 (Fe + Fe304) and (Fe304 - Fe203), with increasing density;

open squares are from Al'tshuler and Sharipdzhanov [1971].

Hugoniots for only the high-pressure phases are shown, and the

wiistite data are corrected to the stoichiometric endmember.
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Calculated phase diagram for magnesiowiistite based on

the present data for Fe(. The pressure at the core-
mantle boundary (CMB) is indicated as is the range of
plausible compositions of (Mg, Fe)0 in the mantle:

arrow is derived from Yagi, et al., [1978]. Ideal mixing
and a zero Clapeyron slope are assumed. Two possible
transition pressures for Mg0 are used as examples, and

a temperature of 3000K is assumed in the calculation.
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Chapter 4
RELEASE ADIABAT MEASUREMENTS ON MINERALS:

THE EFFECT OF VISCOSITY

Abstract
The current inversion of pressure-particle velocity data for
release from a high-pressure shock state to a pressure-density path
usually depends critically upon the assumption that the release
process is isentropic. It has been shown by Kieffer and Delaney
that for gzological materials below stresses of V150 GPa, the

effective viscosity must be 103 kg m'-l

s—1 (104 poise) in order

that the viscous (irreversible) work carried out on the material in

the shock state remains small compared to the mechanical work reccvered
upon adiabatic rarefaction. The available data pertaining to the off-
set of the Rayleigh line from the Hugoniot for minerals, the magnitude
of the shear stress in the high-pressure shock state for minerals and
the direct measurements of the viscosities of several engineering
materials shocked to pressures below 150 GPa yield effective viscosities

of '\»103 kg mfl s — or less. We infer:that this indicates that the

conditions for isentropic release of minerals from shock states
are achieved, at least approkimately, and we conclude that the application

of the Riemann integral to obtain pressure-density states along the

release adiabats of minerals in shock experiments is valid.

s A Lt e S s i 8 ki e < 5 e
e L g
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Over the last.decade an increasing number of measurements of
dynmaic unloading from high pressure shock (Hugoniot) states have been
reported for rocks and minerals, including porous samples and soils
(Ahrens et al., 1969; Petersen et al., 1970; Lysen, 1970; Grady et al.
1974, 1976; Ahrens, 1975; Grady and Murri, 1976; Jeanloz and Ahrens, K
1977, 1978; Jackson and Ahrens, 1979). The release-path meaéurements |
have been motivated by the information provided which is complementary
to that given by Hugoniot data in constraining the high-pressure equation
of state as well as the nature of yielding and apparent phase
transformations under shock conditions. Upon unloading, variables
such as particle velocity or pressure in the sample are measured,

either discretely or continuously in time (Ahrens et al., 1969;

Cowperthwaite and Williams, 1971; Grady, 1973; Seaman, 1974). These
are usually converted to release paths in the pressure-density plane by
way of the Riemann integral formulation which, however, is strictly
valid only for isentropic (or isothermal) flows (e.g., Rice et al.,
1958; Fowles and Williams, 1970; Lyzenga and Ahrens, 1978).

Recently Kieffer and Delaney (1979) have demonstrated how the non-
dimensionalized expressions of Thompson (1972) for the conservation
equations of a compressible, viscous fluid may be utilized to obtain
criteria to determine whether the release processes from high pressure
shock states in materials of geophysical interest are indeed isentropic.

o The object of the present note is both to clarify the derivation of
these isentropic‘flow criteria and to point out how existing data,
quite surprisingly, demonstrate that the effective viscosity of solids

shocked to high pressures is sufficiently low that dynamic unloading
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appears to be isentropic.

Isentropic flow is assumed in the Riemann integral formulation
because the change in pressure (P) with density (p) is assumed to be
given by the square of the isentropic bulk sound speed, cziE( 3P/5p)s.
Hence the appropriate criterion for isentropic flow upon decompression
is that the change in pressure associated with a change in entropy is
negligibly small in comparison with the isentropic change in pressure.

Since the change in pressure in a volume element within the flow is

given by
P _ 200, (3P) Ds
pt  © Dt+(8s) Dt °’ (1

with t being time, s being specific entropy and D denoting Lagrangian

" differentiation, the criterion for isentropic flow is:

2 Dp 9P ) Ds
I [} 'ﬁ'El S>> !(BS)thI . (2)

However,'g% =-p V ¢ u from conservation of mass while the right hand
side of (2) can be expanded by way of the following thermodynamic

identity:

P = _(3_—0 ) (B—T ) c2 (3)
(8 ) 3T p ?s P
Hence (2) becomes

. 1(3e) (2z) s
|Veu] > |p<”)P (3S)p o (2a)
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9
where ¢~ has been cancelled from both sides, u is the particle velocity
vector field and T is temperature, We consider two sources of entropy
production, namely those associated with mechanical dissipation

and thermal dissipation (cf. Thompson, 1972, Eq. 2.1b):

veq
= (4)

©
|
1
3 |
1
|

Here, I' is the viscous dissipation function (units of energy/time) and
q is the heat-flux vector. In principle, both bulk and shear
viscosities enter into I', however, we will not differentiate between
these but rather use an effective viscosity, n. We note that Eq. (4)
does not account for any reactions (including phase transformations)
which might occur in the flow, such processes requiring an extra set

of terms involving the affinities of the components (eg., DeGroot

and Mazur, 1969). Also, this equation does not apply to a discontinuous
production of entropy, such as occurs across the shock front. Sub-
stituting (4) into (2a) and using the heat conduction equation (k is

the thermal diffusivity, which is assumed constant) yields

. 1 (3e)far) |T K g2
AYeul > | 52 (”)p(as)y [T'*"’CP 7V T]l (5)

For one-dimensional flow and non-negligible compression this reduces

to
svy T [T K
IY. E..l n l u’x I >> l(ﬁ)P -(-:?P-[—,f'i'pCp TT,X,X]] (5a)

where subscript ,x indicates differentiation in the x direction, while

V and CP are the specific volume and specific heat at constant pressure,
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P respectively.
Following Thompson (1972, p. 140), Eq. 5a can be normalized in

1 terms of a characteristic length (L), particle velocity (uo), volume

= = 2 2 i
(Vo)’ and temperature (To)' With X x/go and Po nuo/R,o this becomes

u s T]u2 T

Vv T o [T K o [T
|_2 u_ | >> oYV = — [ =pCp —{ = %|(6)
20 Y X | T P CP RST I‘o T ﬂg TO s Xy X

and resrranging terms yields

nv_\T, ‘uz r T
TE= | >> | (_0)_2(53_‘1) A N P (—— | (7
u X uo£o V,\3T )CPTO 1‘0 h T, x

P

L L

Because the normalized variables (u/uo)’x (P/Fo), and (T/To),X,X have
values nearunity (see Thompson, 1972; Kieffer and Delaney, 1979)

Eq. 7 may be rewritten as
(u 2
1 0 1
> — —_—
1> ‘ Re To o ;C T + Pr } I
o Po

where (uolo/Von) is the Reynolds number Reo, 0. is the coefficient of
it
thermal expansion and Pr = E;_ is the Prandtl number. As Kieffer

and Delaney (1979) pointed out, at temperatures of geophysical
interest o To = 0.1 for shocked minerals and liquids and the inequality

of (8) reduces to the two inequalities

| —% | << 10 (9a)
0O o
2
| 3 o | << 10 (9b)
pouo'q'o CPTO

which are identical to their Eq. 17a and 17b. For shock waves in
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rocks and minerals the density is on the order of 5 Mg/me, character-
istic particle velocities are on the order of 103 m s—l, while CP and

. K are very nearly 103 J kg_l K_l and 10-6vm2 s_l respectively.

The rise time of shock fronts provide a lower bound for 20, and hence

conservative bounds for the inequalities, of about 10—5 m (Grady, 1977).

The thermal inequality given by equation 9(a) is easily satisfied since

the left hand side is of magnitude NlO-a . Hence heat flow contributes

negligibly to entropy production and release from the Hugoniot state
is clearly adiabatic, as is commonly assumed.

On the other hand, the left hand side of equation 9(b) requires

3
an effective viscosity n 5 10 kg m“l s ! (104 poise) for flow behind

a shock wave to he isentropic (Kieffer and Delaney, 1979; Té is of

order 103 K). What then is the viscosity in the material behind a shock
front in a solid? Duvall (1962) suggested, in a rather simple

argument, that the thickness of a stable transition zone from the un-
shocked to the shocked state (AX) is related to the difference at

constant volume between the Rayleigh line and a static (equilibrium)

curve lying near the Hugoniot, APV (see Figures 1 and 2). Thus AX

is determined by the effective viscosity n times the ratio of the pressure
jump, P, to the maximum pressure gradient along the front (given by

the maximum value of prSAPV’ where US is the shock wave velocity):

u
ne o
poUSAPV)max APV)max

(12)

This means that as the viscosity increases the rise time of the shock

increases, as is expected. For shock fronts in silicates AX = lO_4 m

while APV/P is of order 10—1 (or less) in the 10 to 100 GPa range.
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Appropriate values of poUS v 100 kgm © s 7 and therefore
F 7 : n = 103 kg m_1 s_1 is a conservative estimate from Eq. 12.
We note that this approach is analogous to the simple dimensional
i argument that the effective viscosity is given by the ratio of the - :
E deviatoric stress (0) to the strain rate (é). Approximating the |
strain by
U
+ 1 AV . s Av
VYTV TV (13)

where T is the rise time of the shock and‘%! is the compression, we

arrive at a value of é 4Y lO8 s_l. In virtually all silicates and

in many oxides the stress difference between the Hugoniot and the

hydrostatic compression curve appears to be quite small at pressures

in the 10-100 GPa range. For example in the case of quartz, this -

difference amounts to no more than 100 MPa at 10GPa (Ahrens and

Linde, 1968), while Ahrens et al. (1968) found a stress difference as
i large as about 3 GPa in polycrystalline corundum. Identifying these stress
differences with o, we arrive at effective viscosities n v o £ < 102 kg m--l

-1 . . . . . .
s ~. This conclusion is corroborated by recent rise~time measurements in

metals using vélocity-interferometer techniques (Chhabildas and Asay,
1979). We therefore conclude, on the basis of arguments such as those >

presented by Duvall (1962), that the effective viscosities of

s ot e

silicates and oxides appear to be low enough under shock conditions to

satisfy the criteria for isentropic flow during release. It is also

worth noting that the nature of the shock front is likely to reflect )
§~ the properties of thematerial at high pressure behind the froant. For

a steady shock, any perturbation behind the front is communicated forward

3 . toward the shock front, and overtakes the shock front, in the laboratory
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reference frame, at a speed utc where c is the local sound speed.
Since utc > US’ the shock and particle velocity reflect the
properties of the material encompassed by the shock (Duvall, 1978)
and estimates of the viscosity from the rise time of the front should
approximately correspond to the effective viscosity in the shocked
state (cf. Chhabildas and Asay, 1979).

Probably the most conclusive evidence that the effective viscosity
behind shock fronts in such solids as Al, Pb, Fe and NaCl is low, in

4 kg nrl s—l, are the experiments of Sakharov

the range 103 to 10
et al. (1965) and more recéntly Mineev and Savinov (1967) at shock
pressures ranging from V12 to 250 GPa. In these experiments the
decay of perturbations to the shock front induced by impact of an
explosively driven, sinusoidally corrugated piston into the sample
material have demonstrated that virtually all of these materials
have similar effective viscosities. Moreover, experiments carried
out by independent techniques on mercury and water (Mineev and Zaidel,
1968; Al'tshuler et al., 1977) demonstrate that the substances have
comparable viscosities, '\1103 kg m_-1 s-l, in the 4 to 44 GPa range.
Also studies of jet formation during oblique impact of several metals
by Godunov and colleagues (1971, 1974, 1975) imply similarly low
viscosities for several metals at strain rates achieved upon shock-
loading. These results independently suggest that silicates may
likewise have low, fluid-like viscosities under shock.

Finally, we note that the sound speed measurements of Grady et al.
(1975) indicate velocitiés in quartz shocked to 22 to 35 GPa which are

well below the longitudinal velocity but consistent with velocities

-
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expected for a fluidlike mixture of quartz and stishovite. Similar
results were obtained for feldspar shocked to pressures of 46 GPa,

and Grady et al. (1975) infer from these anomalously low sound speeds
that these minerals contain very hot and probably liquid zones (see
also Grady, 1977). This again suggests that the effective viscosity

of silicates under shock conditions may be quite low. We note, however,
that alternative interpretations can be found to explain the reduced
sound speeds. For example, these may be ascribed to a medulus defect
associated with dispersion and due to an unknown absorption mechanism
(eg. Nowick and Berry, 1972; Thompson, 1972); this would actually

imply increased viscosities. Phase transformations are not involved

in reducing the sound speeds, however, since both corundum and periclase
exhibit such reduced velocities under shock while undergoing no phase
changes (Bless and Ahrens, 1976; Grady, 1977).

We conclude, on the basis of se&eral lines of evidence, that the
effecﬁive viscosity in shocked oxides and silicates is probably very
low compard to unshocked materials, perhaps as low as 103 kg 11'1"-l s_l
or less. Such low values may represent a purely transient effect or
may be the result of massive dynamic yielding, among other processes.
Godunov et al. (1974) present a simple, phenomenological model which
vields thg observed low viscosities at the high strain rates achieved
in shock. 'Although direct measurements of the viscosity of silicates
and oxides in the shocked state have yet to be carried out we conclude
that the viscous inequality Eq. 9(a) is satisfied and that the rarefaction
process described by release adiabats from the shock state is nearly

isentropic (see also'Chhabildas and Asay, 1979). The major assumptions
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in our analysis arise from our neglecting the effects of dissipation
due to reactions and our not distinguishing between bulk and shear
viscous dissipation, however our result justifies the use of the
Riemann integral formulation which converts pressure-particle velocity
states to pressure-density states along the release adiabat (Rice

et al., 1958; Ahrens et al., 1969; Grady, 1977; Lyzenga and Ahrens,
1978). Thus the additional data inferred from such release adiabat

measurements provide valid, and in most cases, useful constraints on

the equations of state of minerals.
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Figure Captions:

Figure 1: Relation of Hugoniot state (P, V) and thermodynamic
, path (Rayleigh line) to Rankine-Hugoniot curve.
} The pressure difference (AP ) is considered a
V' max

measure of the effective viscosity at the shock front.

Figure 2: Shock wave profile with finite-width, AX, resulting
? : from intrinsic material viscosity, n, at the shock

i front.
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Chapter 5
PROPERTIES OF IRON AT HIGH PRESSURES

AND THE STATE OF THE CORE
Abstract

Shock-wave (Hugoniot) data for initially porous and nonporous
samples of iron are inverted to yield values of the Gruneisen parameter
(y), adiabatic bulk modulus (KS) and coefficient of thermal expansion
(o) along the Hugoniot to pressure of about 150 GPa (1.5 Mbar). This
represents the first reliable estimate of thermal properties (e.g., a)
to such high pressures based directly on experimental data. The values
of y fit the conventional function y = yO(V/VO)n but with n signifi-
cantly larger than 1, while extrapolation formulas suggested to date for
o appear not to provide the best fit to the data, The present analysis
yields values of y between about 1.4 and 1.0 (essentially temperature
independent) and o between about 1.0 and 0.4 x 10-5 K_1 throughout
the earth's core, therefore implying that simple dynamical models of
the core are quite viable. These results provide experimental con-
firmation of the Vaschenko-Zubarev/Irvine-Stacey (or "free-volume')
formulation for y of iron at high pressures, as well as support for
Stacey's recent model of the thermal state of the core. The data on
density, sound speed and bulk modulus of iron are extrapolated and
corrected to pressures and temperatures existing throughout the earth's

core, and compared with current seismological information. This leads
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to the following conclusions: (i) both densities and bulk moduli in
the outer core are less than those of Fe under equivalent conditions
(by about 10% and 12%, respectively); but (ii) their gradients through
the outer core are consistent with gross chemical homogeneity (i.e.,
uniform intermixing of Fe and a lighter, more compressible element or
compound); (iii) both densities and bulk moduli for the inner core are
compatible with those of iron, suggesting that (iv) the inner core-
outer core boundary is likely to be a compositional as well as a phase
boundary. Assuming that the outer core consists of Fe and a lighter
element or compound, X, the constraints on density, bulk modulus and

mass fraction of X which must be simultaneocusly satisfied are given.

INTRODUCTION

It has long been recognized from seismological evidence that
the bulk of the earth's core has a density slightly less than that of
iron under equivalent conditions [Birch, 1952, 1964]. This has been
interpreted as indicating that the core most likely consists mainly of
iron, intermixed with a lighter element. Further information about the
nature of the core is less well constrained, however, and although
its static (e.g., compreésional) properties are reasonably well under-
stood (mainly from shock-wave data on iron and closely related compounds),
its thermal and dynamic properties.have been particularly difficult to
establish. Rather complete thermodynamic models do exist for the core
[e.g., Stacey, 1977a] but these have not, as yet, been tested against

any experimental data at the appropriate conditionms.
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The purpose of this paper is to show that such data are
available in the form of shock-wave (Hugoniot) measurements on initially
porous samples. Although such data have been presented and analysed
to a certain degree [for example, Al'tshuler et al., 1958; McQueen et al.,
1970; also Birch, 1972; Jamieson et al., 1979], I believe that they have
not been fully appreciated for the geophysical information which they
provide. Whereas shock-wave measurements have mainly been used to
constrain static properties, the present analysis is intended to
demonstrate that such measurements can also provide important information
on the thermal properties of materials at extremely high pressures and
temperatures. |

The present analysis of Hugoniot data on initally porous samples
extends that of McQueen et al., [1970], yieldiﬁg measurements of the
high-temperature, high-pressure Griineisen parameter (y), adiabatic bulk
modulus (KS), and coefficient of thermal expansion (a) along the
Hugoniot of iron. These can then be compared with:

(i) the seismological properties observed for the core [e.g.,
Dziewonski et al., 1975; Anderson and Hart, 1976];

(i1) the thermal state inferred for the core [e.g., Stacey,
1977al]; and

(iii) current high-pressure equation-of-state models for iron

[e.g., Al'tshuler et al., 1960; McQueen et al., 1970].

The properties of the core are quite similar to those inferred

from the data on iron in the present study, consistent with the widely

held hypothesis that iron is the dominant component of the core.

A u,g.pw-; -
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However, significant differences are evident between the measured
properties of iron and those of the core and it is these differences

which can help to constrain the nature of the lighter "alloying" element

in the core.

ANALYSIS OF POROUS HUGONIOT DATA

Shock-wave data yield measurements of thermal properties at

high pressures and temperatures by way of the Griineisen parameter
oP
Y =V (55) ®

which can be calculated from a comparison of the measured pressure (P)-
volume (V)-internal energy (E) Hugoniot states of a porous material and
its nonporous equivalent at constant volume [e.g., Al'tshuler et al.,
1958; Kormer et al., 1962; McQueen et al., 1970; Carter et al., 1971].
The y obtained in this manner from the data of McQueen et al. [1970] on
iron are shown as a function of density in Figure la.

For this analysis, the nonporous shock-wave data were fit by
an empirical relation (quadratic shock-velocity, US, vs. particle-
velocity, uP,dependency) defining a reference Hugoniot. Each Hugoniot
state for an intially pérous sample was then compared for its offset
(thermal pressure) at that volume with this reference equation-of-state.

The appropriate equations are

e
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. 2(P1 - Po)
y(v) = vV — — — (2a)
PyWop = V) - PV = V)
~ 2.3 -1
P, W) = (2s, "ovoo)
2 '0 2 2 ' 0 245
X {(l-noso_ - Zsocon0 - (l—noso) [(l—nOSO) - 4s0c0n0] }
(2b)
V0 -V
n = —— *# 0 (2c)
0
0_ 0 0, ' ,02 ' _ ) )
where US = ¢, + SoYp + So (uP) (s0 £ 0), VO = 1/pO is the initial

volume, and the 0 and 1 indices are for nonporous (reference) and
porous (offset) Hugoniots, respectively. The resultant y's do not
depend on the nature of the fit to the nonporous Hugoniot data and they
are in complete agreement with the y's calculated by McQueen et al.
[1970].

The scatter in the values of y shown in Figure la is largely
due to the lower experimental precision of the Hugoniot data for the
porous samples, and this scatter could, in principle, be avoided by
using empirical fits to the porous data as well. This procedure results
in smooth y(V) curves which, however, are strongly dependent on the
form of the equation used to fit the porous data, thus yielding a
spurious precision. Therefore, the present analysis is based on the

raw data as shown in Figure la.
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Two effects require particular attention in order to avoid
complications: those of incomplete compaction aﬁd of phase transfor-
mation. The low density (or low pressure) values of Yy are subject to
a large and systematic error due to the fact that incomplete compaction
of the porous samples at low shock stresses results in an offset of
the Hugoniots which is not due to thermal pressure [Lysne and Halpin,
1968; Neal, 1976]. Therefore, the lowest pressure Hugoniot data for
porous samples are not included in this study and the following (some-
what arbitrary) lower limits were used for Hugoniot densities and
porous samples: 9.50 Mg/m3 (po = 6,97 Mg/m3), 8.75 Mg/m3 (po =
6.00 Mg/m3), 8.50 Mg/m3 (po = 4,77 Mg/ms). These limits could be
increased for a more conservative analysis. The highest porosity data
(p0 = 3.38 Mg/ms) were treated separately, as discussed below.

It is worth noting that the results for y at highest pressures
are intrinsically of higher precision than those at lower pressures,
not only because the effects of incomplete compaction are then negligible,
but also because the ratio AP/AE is much more tightly constrained by
the Hugoniot data [see also Neal, 1976].

Furthermore, the data at densities lower than 9.50 Mg/m3 are
based on an extrapolation of the reference Hugoniot downward from 40 GPa.
Below about 9.00 Mg/m3, the measured Hugoniot of iron represents states
partially fransformed between the o and ¢ phases [Andrews, 1973;

Barker and Hollenbach, 1974]. Thus between 8.6 Mg/m3 and 9.2 Mg/m3,
the y's shown in Figure la depend on the Hugoniot data and extrapolation

which are used to constrain the reference Hugoniot, making these values
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of the Griineisen parameter somewhat less reliable than those at higher

densities. The Hugoniot parameters (co, s, s') of McQueen et al. /
[1970] were used (rather than the least squares fit: cy = 3.718

(+0.081), s = 1,781 (+0.077), s' = 0.040 (+0.017)) because they
represent a reasonable compromise at demnsities below 9.2 Mg/m3 while
giving a good fit at higher densities.

Iron is known to undergo only one solid-solid phase transfor-
mation under shock loading to several hundred GPa: & (becc) + € (hep)
at about 13 GPa [Bancroft et al., 1956, McQueen et al., 1970; Barker
and Hollenbach, 1974]. All of the data used here are from pressures
above 13 GPa and at densities greater than the Py = 8.31 (%0.07) Mg/m3
for e-Fe [Mao et al., 1967]. Therefore, this analysis (excluding the
Py = 3.38 Mg/m3 data) essentially reflects the properties of e-Fe at
high pressures and temperatures. It is also worth mentioning that the
a+>¢ transformation is considered to be a ferromagnetic - paramagnetic
transition under shock [cf., Keeler and Royce, 1971; Andrews, 1973;
Wasilewski, 1976] and therefore magnetic contributions to the properties
of iron at high pressures need not be separately considered.

It is likely that melting occurs in the samples shock-loaded
to high stresses (particularly the porous samples), however the effects
of melting are completely negligible for this study. At the high-
pressures considered here solid and melt have very similar densities
and internal energies at a given pressure. This conclusion is based
both on experimen;al and theoretical grounds; melting is essentially

unobservable within the few percent accuracy of P-V Hugoniot data
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[Kormer et al., 1965; Urlin, 1966; McQueen et al., 1971]. Also, there
is abundant evidence that the volume change on melting decreases‘'to a
small (but finite) value at high pressures [Bridgman, 1931; Ross and
Alder, 1966; Stishov, 1969]. 1In any case, the change in volume on
melting is known to be only about 3% at low pressures [8-Fe to liquid:
Strong, 1959; Sterrett et al., 1965], while Liu [1975] calculated an
upper limit of about 5% at 94 GPa (e~Fe to liquid) based on his high
pressure data. Stacey [1977b] has also concluded that the effects of
melting can be ignored at pressures relevant to the core, as have
Birch [1972] and Irvine and Stacey [1975].

The possible role of the y (fcc) phase of iron‘[cf., Birch,
1972] is more problematical in this analysis. There is certainly no
evidence for a transition to y-Fe in the Hugoniot data (nonporous samples)
to 150 GPa and probably higher. Thus, either the y and ¢ phases are
indistinguishable from shock experiments or the Hugoniot states never
intersect the stability field of y-Fe [there is good reascn to doubt
that any kinetic phenomena are at work in such a transition: Johnson
and Mitchell, 1972]. 1In the former case, the y structure can be safely
ignored for this study.

It seems more likely, however, that y-Fe is in fact not formed
along the reference Hugoniot and is therefore of no relevance to the
core: the core,being at temperatures less than or equal to those along
the Hugoniot (see below) would be even more completely within the

stability field of the ¢ phase. Birch [1972] and Liu [1975]

PRy
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reached the same conclusion, while Stacey and Irvine apparently
disagree [Stacey, 1977b].

The state of the porous samples under shock is poorly known,
however. These samples may reflect properties much more analogous to
those of y-Fe, at low pressures in particular. In this case, the
derived Griineisen parameters would tend to be higher for the more
porous (i.e., hotter) samples. If anything the dats reflect the
opposite trend at low pressures (Figure la) implying that the y-phase
can be ignored in this study. However, these difficulties again
emphasize that the present analysis tends to be less reliable at
lower compressions.

Because equation (1) is solved as a ratio of finite differences,
the y's calculated from porous Hugoniot data represent averages over
rather large temperature intervals. Were y to be strongly dependent on
temperature, data for different porosities would be systematically
offset from each other at any given volume. Such systematic behavior
is not obvious within the available Fe data (Figure la), indicating
that y is effectively independent of temperature [see also McQueen
et al., 1970]. This is often assumed to be the case [e.g., Wallace,
1972; Stacey, 1977b] but is contrary to the recent conclusions of
Mulargia's [1977] theoretical analysis.

The data preclude a dependency of y on temperature any larger
than of the order of 5-10% per 1000 K (this is the limit of resolution
imposed by the data). Temperature effects on Yy must be within the

scatter of the data: Ay < 307, approximately. At 100 GPa, for example,
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the G = 6.00 M'g/m3 data are offset from the reference Hugoniot by

Ap = 0.75 Mg/m3 which, based on the data for the coefficient of thermal .
expansion a given below, represents a temperature difference AT 2=

6 x 103 K and thus a temperature effect on y within the stated limit.

The value of'y for Fe at high pressures and temperatures shown

in Figure la can be fit with an empirical relation of the form

v n
Y = Y5 iv- . 3)
o(vo)-

Using the initial density of €-Fe as a centering volume, the best
values for Yo and n are 2.2 and 1.62 (#0.37 estimated standard error), . «
respectively (cf., Table 1).

The value of Yo is not very well constrained by the data
because of the greater uncertainties at low densities discussed above.
However, the value of n is well determined and it appears to be signif-
icantly different from 1. Although this conclusion may vary depending
on the nature of the fit and the data used, Ramakrishnan et al. [1978]
obtained similar results from measurements of y at lower pressures.
This would imply that the assumption often used of py = constant [e.g.,
McQueen EE“§l°’ 1970] is not correct for Fe at high pressures and that this
assumption results in a smaller dependence of y on volume than is indicated
by the data. Thus, the values of y assumed by McQueen et ai. [1970] are
somewhat lower than those given by the data from this study at densities

below 10.5 M’g/m3 (Figure 3).




e e T R S il iy

147

If the Griineisen parameter is known along the Hugoniot, the
bulk sound speed (c) or adiabatic bulk modulus (Ks) can be calculated
in the manner discussed by McQueen and coworkers [1967, 1970].
Assuming a Mie-~Grilneisen form of the equation-of-state, they derive
an expression for the sound speed which yields the following formula
for the bulk modulus along the reference Hugoniot (subscript H indi-

cates evaluated on the Hugoniot):

P vy
dp. X o . 2
Ks)H v . [(Voo"v) 2V ] V= P Cy (%)
Here, PO is given by Equation (2b) and
@ = 220 o2 o237 o (1 oy k hsrcOn - s [(1on s )2
v’y Vooo - 00%0 o Spt ™ MpS0 S0%" ~ 5o 950
0
—_ 1
0 24 [so(l sono) + 4socon0]
- ' - —
4soc0n0] Qa 050 (5)

2 0 2%
[(l—noso) - 4soc0n0]

The resulting values of KS)H are shown in Figure 1b as a function of
density.

For comparison, the bulk modulus given by the equation-of-state
model for Fe of McQueen et al. [1970] is also shown in Figure 1b.
Athough ﬁhey arrived at a y(V) dependence from separate considerations,
the agreement is good. This is not surprising, though, since the same

data base is being used here and Equation (4) gives the bulk modulus as

equal to the slope of the Hugoniot, except for a small thermal correction.
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The comparison of Al'tshuler et al.'s [1960] sound speed
measurements 1s much more gratifying. Al'tshuler and coworkers' data
is completely independent of the present analysis and the agreement
evident in Figure lb is significant.

Melting at high pressure could affect the bulk modulus of Fe,
presumably lowering it. However, there is both experimental and
theoretical evidence which indicates that the change in modulus on
melting is small if the volume change is small [e.g., Tallon<ggpgi.,
19771. Bridgman [1931], for example, emphasized the rapid convergence
of solid and melt compressibilities at high pressures as being an
important experimental observation with regards to the physics of
melting. The concept that the volume change on melting remains finite,
although small, up to the highest pressures [this is justified both
theoretically and experimentally: see Ross and Alder, 1966 and Stishov,
1969] also forces the bulk moduli of solid and liquid to converge under
compression at least as rapidly as the volume change of melting. Thus
given that the volume change on melting is negligible at high pressures
(within the resolution of the present data set), the change in modulus
due to melting is also expected to be negligible in both the analysis
of the Hugoniot data and their application to the earth's core. This
is an agreement with the work of Irvine and Stacy [1975] but not with
that of Anderson [1977].

In theory, it is possible to derive data for KS)H (or cH) along
the Hugoniots of the porous samples in an analysis completely analogous

to that used for the reference Hugoniot. Such data would constrain the
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temperature dependence of Ks) at extremely high temperatures and
H
pressures. The porous data unfortunately do not constrain the slope

of their Hugoniots well enough for such an analysis to be very useful.
By using the thermodynamic identity
a KV
S

y = c, (6)

the value of the coefficient of thermal expansion o, along the Hugoniot

H
can be directly obtained from the shock data on porous iron. These
data are shown in Figure lc.

Here, the specific heat C, was set to 3R (the Dulong-Petit

P
value of Cv) which is probably a good approximation given that the
temperatures involved are well above the Debye temperature of iron
[Gschneider, 1964; Andrews, 1973; Stacey, 1977a; Bukowinski, 1977].
Although CP is always larger than Cv’ the latter tends to decrease

below its high temperature value (3R) under compression. Specifically,
the a(V) dependency can be used to reduce all of the porous data to a
given (thermal) standard state (e.g., the reference Hugoniot, or a
theoretical isentrope or isotherm) and, in turn, the correction factor
ayT between CV and CP can be évaluated. This correction is well within
the scatter of the data, being, for example, about 3% between 100-150 GPa
(using the Hugoniot temperatures shown below). The correction of CV

due to compression is of the opposite sign but is probably quite small:

less than 0.5% at 150 GPa, as estimated with a simple Griineisen-Debye

model [e.g., McQueen et al., 1970].

Wnr""‘
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Clearly the values of a deduced from this analysis represent
high~temperature ("saturated") values, which are nearly independent of
temperature. This 1s consistent with the assumptions made for the
specific heat: o independent of temperature is essentially equivalent
to CV independent of pressure at high pressures and temperatures [cf.,
Stacey, 1977b; although his equation (20) is slightly incorrect this
conclusion stands because of the small values of a and its pressure
derivative at these conditions]. Of course, these high temperature
values of a are the ones of greatest geophysical interest.

Further corrections to Cv and CP may be necessary, however.
Schottky anomaly and particularly electronic contributions may be
important in increasing the value of Cv above 3R [Shimizu and Terao,
1967; Jamieson et al., 1979], while corrections for melting and

extremely high temperatures may significantly decrease the specific

heat below its lattice vibrational value [Kormer.gg_glf, 1962; Keller
and Wallace, 1962; Grover, 1971; Wallace, 1972]. At present it is
impossible to quantify these latter effects sufficiently to evaluate
them properly and the thermal and electronic contributions are assumed
to be unimportant for the purposes of this analysis.

Neglecting these corrections may lead to systematic errors in
the calculated values of - However, because they tend to cancel
each other the overall effect of the corrections in the subsequent
discussion of the core is surely quite small compared to the scatter

exhibited by the data. In any case, data for the coefficient of thermal

expansion at pressures of tens to hundreds of GPa, even if accurate
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only to about ten or twenty percent (Figure lc), still represent a
significant result in that no other experimental technique can at
present achieve this combination of accuracy and high pressures. For
comparison, the recent work of Yagi [1978] represents virtually the
only direct measurements of coefficients of thermal expansion of solids
at high temperatures and pressures, extending only to 8 GPa, however.
The samples of largest initial porosity were treated separately
since they do no reach Hugoniot densities much higher than the initial
density of a-Fe. It is not clear from the Hugoniot data whether or
not these samples achieve fully compacted states; however, if they do
the resulting thermal properties are expected to represent those of
a-Fe (or its molten equivalent) at extremely high temperatures. For
the present purposes, the y and o phases of Fe can be considered
indistinguishable.
Because of their scatter, the data abovel5.0 GPa were fit with
a quadratic Us—up relation and the resulting values of v, KS)H and ey
are shown as dashed curves in Figure 1. It is remarkable, given the
uncertainties involved, that these data for samples of highest porosity
are significantly displaced from the higher density data pertaining to
e-Fe and that they are quite consistent with the high temperature values
of v, Ks and o for a-Fe at zero pressure [shown in brackets at P = 7.85
Mg/m3 in Figure 1; see also Ramakrishnan et al., 1978]. The discrepancies
apparent in Figure 1 can easily be ascribed to the scatter in the
original Hugoniot data, whereas the effect of incomplete compaction

would be to yield anomalously high values of y and o.
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Finally, it is interesting to notice that y = 1.5 in the density
range 7.6 to 8.0 Mg/m3 implies an asymptotic Hugoniot density within -
this range for the samples with o v 3.38 Mg/m3 [see Al'tshuler et al.,
1958; McQueen et al., 1970]. This result is quite consistent with
the original Hugoniot data as well as with the known y of a-Fe (see
Figure la). Therefore it seems evident from this analysis that these
most porous samples are, in fact, fully compacted (above 15.0 GPa) and

that they are truly reflecting thermal properties.

GEOPHYSICAL APPLICATIONS -- STATE OF THE CORE

To the extent that the thermal properties of the core can be
approximated by those of Fe, the thermal properties derived from shock
data on porous samples and discussed in the previous section can be
directly applied. Therefore, the data of Figure 1 have been replotted
as a function of pressure in Figure 2 in order to compare them with
inferred or observed values of v, KS and a in the outer core. As is
apparent, the shock-wave data on Fe are broadly consistent with current
models for the core [Tolland, 1974; Dziewonski et al., 1975; Stacey,
1977a; Anderson and Hart, 1976; Hart et al., 1977; Jamieson et al.,
1979], although systematic differences are present as well. These
differences are interpreted as being due to the fact that the core
consists not only of Fe but also of an intermixed, lower density com-

ponent [Birch, 1952, 1964].
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Stacey [1977a, b, ¢] has shown that a Lindemann~type criterion
is probably appropriate for the melting gradient in the core and
therefore that this gradient will be steeper than the adiabat as long
as vy > 2/3.

The shock data on Fe indicate a y ~v 1.3 for the upper portion
of the outer core which is consistent (see Figure 2a) both with Stacey's
estimate and with that of Jamieson and coworkers. The new data are
therefore fully consistent with simple dynamic models of the core.

Stacey's [1977a] values of y for the core are shown in Figure 3,
along with the commonly assumed functional yp = constant and with the
fit to the results from this study extrapolated through the core.

An important conclusion of this analysis is that the data on
Fe are in excellent agreement with the theoretical values of Yyz (or
"free-volume" y) derived from the Vaschenko-Zubarez/Irvine-Stacey
formalism. Stacey's correction for electronic contributions yields
values of y which are not inconsistent with the data, given the'scatter
in Figure la, but which do seem to be systematically high. His value
of the electronic Griineisen parameter (ye = 2,2-2.,3 in the core) is
probably much too high; I agree with Jamieson EEHEL- [1979] in setting
Yo 1.5 (+0.3, perhaps) based on the work of Al'tshuler et al. [1962]
and of Bukowinski [1977]. Hence, there are effectively no contributions
to the Griineisen parameter of iron which would change it significantly
from its lattice vibrational value [Jamieson et al., 1979] and Stacey's
estimates of y in the core should probably be slightly lowered. 1In

any case, the data for y from Hugoniot measurements on porous Fe

R




-

154

provide an important experimental verification of the formulation given
by Vaschenko and Zubarev [1963] and Irvine and Stacey [1975].

The pressure dependence of Y assumed by Stacey [1977a] appears
to be smaller than is warranted by the data and is closer to that given
by pY = constant. As is clear from Figure 3, however, this makes
virtually no difference at core pressures. Above 100 to 120 GPa, the
present set of data are essentially in agreement with the values of
Y assumed by McQueen et al. [1970] as well as those calculated by
Stacey, and there is not at present any evidence that the y of Fe is
different from that of the core. On the other hand, Bukowinski's
recent [1977] theoretical analysis pertaining to the inner core yields
a v (v1.8) which is somewhat inconsistent with the data presented here.
It is encouraging to note, however, that the completely independent
evaluations of y provided by Stacey, Bukowinski, Jamieson et al. and
the present analysis are all compatible with values between about 1.0
and 1.5 for iron under core conditions, re-emphasizing the likelihood
of a convecting and adiabatic core.

The values of I(.S for Fe along the Hugoniot shown in Figure 2b
are clearly larger than the values of Ks observed for the top of the
outer core. Since the temperatures at about 150 GPa for the core and
the Hugoniot of iron are thought to be close [McQueen et al., 1970;
Tolland, 1974; Usselman, 1975; Stacey, 1977a]) this difference must
reflect the deviation of the core from a pure iron composition.

The data for KS)H of iron can be fit by the empirical relations

K,) in (GPa) = 113.1 + 5.45P-0.0058P>. Combining the fit for y
H
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(Equation 3) with Equation (6) then gives the following formula for
the coefficient of thermal expansion of Fe along the Hugoniot:

o, = 0.0293 v°-62 ¢ ) -1
H s H

This dependency of a is shown in Figures 2c and 4 where it is

, with a in k! and V in m3Mg'1.

compared with Stacey's [1977a] values for the core. The data agree
very well with Stacey's results, the apparent differences being due
largely to the high values of y used by Stacey and to the fact that

the core has a bulk modulus lower than that of Fe at equivalent
pressures. Therefore, to the extent that Stacey has correctly evaluated
CP in his analysis the agreement with his model indicates that the
approximation used here for CP (v3R) is quite justified. Again, the
shock-wave dafa on porous Fe lend strong experimental support to the
thermal model of the core proposed by Stacey [19773].

The present data for o up to pressures of 150 GPa cannot be
satisfactorily fit with equations of the form given by Birch (1952,
1968]. The new data are best fit by a KS proportional to VZ/3
(approximately) rather than this product being a constant. A power
law for o analogous to equation (3), as proposed by Anderson [1967],
does fit the data although with an exponent somewhat different than
would be expected from Anderson's equations [cf., clark, 1969, as well].
These conclusions are similar to Yagi's [1978] observations at lower
pressures. At higher pressures, such as those in the core, the dif-
ference between any of these functional dependencies for o is rather

small, however. Also, the empirical relation of MecLachlan and Foster

T
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[1977] seems not to hold at high pressures. Although they demonstrate
that a/CP (Ey/KsV) is approximately independent of temperature at zero
pressure, this factor decreases by nearly 507 with a 9% volume decrease
(50-100 GPa along the Hugoniot).

Because the temperatures achieved on the Hugoniot of Fe are
much higher than those existing in the lower parts of the core, thermal
corrections must be made to the shock data in order to pursue any
further comparisons with seismological observations. For this purpose,
the core temperatures of Stacey [19773] are used along with the Hugoniot
temperatures given by the equation of state model of McQueen et al.
[1970] for Fe. The temperature distributions in question are shown in
Figure 5. As has been shown above, the present data for v, KS and o
derived from measurements on porous samples are fully consistent withv
the analyses of Stacey and McQueen et al. under conditions existing in
the core. The Hugoniot temperatures calculated by Al'tshuler et al.
[1962] are similar to but consistently lower than those shown at
pressures above about 120 GPa. Even if the absolute values of tempera-
ture are subject to reinterpretation, the gradients are generally
agreed upon [see Stacey, 1972; Verhoogen, 1973; Usselman, 1975; Jacobs,
1975]. It is clear, then, that thermal ?orrections to the data become
increasingly important for comparisons corresponding to greater depths
in the core.

Figure 6 presents density data for Fe and for the core. The
Hugoniot data, corrected to core temperatures using the thermal expan-

sions and temperatures which are indicated in Figures 4 and 5, clearly

o
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show the well known discrepancy in densities for iron and the outer
core. This difference amounts to about 107 throughout the core, with
an estimated error of approxim;tely +2%. The gradients for the core
and for Fe are essentially parallel, indicating that a single, lighter
component, uniformly distributed throughout the core could account for
the observed densities. This disagrees with Usselman's [1975] result,
however he did not perform the appropriate temperature reductions [see
also Ahrens, 1979].

The situation for the inner core is much less clear in that the
density is virtually unconstrained in whole-earth séismological models.
Although the wave velocity is well known through the inner core, there
is a complete trade-off with bulk modulus as discussed below. The
models shown are not compatible with an iron composition, however other
models have shown dengities well into the range of Fe [e.g., UTD 124 of
Dziewonski and Gilbert, 1972]. Furthermore, a recent analysis of PKP
phases [cormier and Richards, 1977] does indicate a large change in
properties at the inner core-outer core boundary which is incompatible,
for example, with the C2 model. Densities in the inmer core as large
as those required by the iron are therefore quite plausible, as was
concluded by Birch [1964, 1972].

It is worth noting that the densities of iron under core con-
ditions evaluated in this study are by and large very compatible with
the isotherm independently calculated by McQueen et al. [1970] and

shown in Figure 6.
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The bulk sound speeds along the Hugoniot of Fe and in the core
are compared in Figure 7. These sound speeds are quite similar, however
without the temperature correction they appear to cross. The Hugoniot

sound speeds must be corrected by a factor of

Sc 1 da
=" 5-(& + K(sg)n) ST

where 8T is the temperature difference between core z2nd Hugonint, and

the present data for o(P) and KS were used. I should note that these
sound speeds are not very compatible with those calculated by McQueen

et al. [1970] along the 300 K isotherm of iron. This is one of the omly
inconsistencies to appear between their calculations and the results

given here, and it undoubtedly reflects differences in initial assumptions
which ultimately lead to slightly different extrapolations.

The sound speeds for Fe corrected in this manner are much more
compatible with the data for the core than has previously been thought,
and they no longer imply a crossing over (Figure 7). Using the present
estimate for the sound speed along the Hugoniot, the bulk velocity of
iron is systematically higher (by 1-2%) than that of the outer core
under equivalent conditions. Al'tshuler et al.'s [1960] data would
imply much closer agreement, however this difference is probably within
the experimental error, as is shown by a more recent measurement at
185 GPa which'agreeswdth the sound speeds calculated here [Figure 7:

Al'tshuler et al., 1971]. The fact that the sound speed of irom
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converges with the measured sound speed in the inner core lends support
to the suggestion that the inner core consists of pure iron.

Alder and Trigueros [1977] also derived sound speeds for iron
under core conditions based on the Hugoniot of nonporous Fe. Using
different assumptions and an independent approach, their results are
virtually coincident with the data given here. However, it is worth
noting that dispersion has been ignored in the present study (as well
as in previous work), although it could have a significant effect on
the comparison with seismic wave velocities [e.g., if the core is at
or below its liquidus: Vaibnys, 1968, for example].

The important conclusions are that, along with the densities,
the velocity gradient in the outer core is grossly consistent with a
homogeneous composition, while the actual values of velocity are close
to but probably less than those of Fe under equivalent conditions.

These results contradict the conclusions of previous analyses [e.g.,

. Al'tshuler and Kormer, 1961; Anderson et al., 1971; Davies and

Dziewonski, 1975; Anderson, 1977] which have not taken thermal effécts
properly into account. Recent analyses indicate that seismological
data are consistent with chemical homogeneity and an adiabatic gradient
on a gross scale for the bulk of the outer core [Dziewonski et al.,
1975; Butler and Anderson, 1978]. However, more detailed observations
based on modeling SKS and SKKS phases do suggest inhomogeneity on a
finer scale than has been resolved in whole-earth models [Kind and

Miller, 1977].
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A similar comparison of bulk moduli is shown in Figure 8. Even
with no thermal correction, the bulk modulus along the iron Hugoniot
tends to be higher than that in the core. This is to be expected
since the sound speeds are similar whereas the density of the outer
core is known to be less than that of Fe.

The thermal correction to the bulk modulus along the Hugoniot
is substantial. The correction used may be somewhat too small, however,
because of the uncertain nature of the extrapolation of o, The thermal
correction does increase the bulk sound speed as was just discussed
because the correction for the bulk modulus (approximately 10%) is
much larger than that for the density (1-2%). As before this correction
yields a gradient, in this case for the bulk modulus, which is very
consistent with the observed gradients in the core.

Under equivalent conditions, iron has a bulk modulus about
10-15% larger than that of the outer core. This estimate of bulk
modulus is perhaps accurate only to about *3-5%, particularly due to
the fact that the effects of melting (which have been ignored) may
decrease the bulk modulus by a few percent even under conditions
existing in the core. On the other hand, since the thermal correction
used for the bulk modulus (or sound speed) is possibly too small, the
overall effect on the values shown in Figure 8 is not likely to change
them by a large amount. However, the general gradients of KS showm in
Figure 8 may be more accurate than the absolute values.

Davies and DZiewonski [1975] concluded that the bulk moduius‘of

the core is higher than that of iron, based on a theoretical extrapolation

to zero pressure and 300 K. Such large extrapolations to room conditions,
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however, seem to be less well constrained than the present analysis.
Somerville [1979] has used a similar approach to that of Davies and
Dziewonski and found that his extrapolation yields a lower bulk modulus
for the core than for Fe, consistent with the conclusions reached here
[compare Verhoogen, 1973, as well].

The inner core, again, does not allow a unique interpretation.
The inner core is quite compatible with the extrapolated bulk modulus
of iron as shown in Figure 8. The highest curve is for the bulk modulus
which satisfies both the density of iron at core temperatures (Figure 6)
and the seismically determined sound speed (Figure 7) in the inner core.
This curve lies at slightly higher values than those estimated for Fe
but is by no means inconsistent since the present extrapolation may be
an underestimate by the requisite 3-57. It is also interesting that
the Poisson ratio inferred for the inner core from seismology (about
0.44) is virtually the same as that measured for Fe at pressures of
100-200 GPa under shock [Al'tshuler et al., 1971]. This implies that
not only the bulk modulus but also the shear modulus of the inmner core
is consistent with that of iron [see also, Al'tshuler and Sharipdzhanov,
1971; Anderson, 1977]. Since the density, bulk modulus and shear
modulus of the inner core are fully compatible with values estimated
for iron under the same conditions, it is quite plausible that the
inner core does in fact consist of solid iron and that the inner core-
outer core boundary represents not only a phase boundary but also a

compositional boundary.
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Alternatively, the inner core may be interpreted as being the
solid equivalent of the outer core and its boundary as being a phase
change (i.e., melting) only. This is fully consistent with whole-
earth seismological models, such as C2 [Anderson and Hart, 1976; Hart
et al., 1977], which include a jump of only a few percent in density
and bulk modulus at the boundary as might be expected for a melting
transition. However, the more detailed analysis of Cormier and Richards
[1977] alluded to above appears to preclude such a small change in
acoustic impedance at the inner core-outer core boundary. It seems
highly unlikely that melting without an accompanying compositional
change could account for the changes in density and velocity demanded
by their results [c.f., Verhoogen, 1973; Usselman, 1975 as well].
Furthermore, the base of the outer core is'known to be incompatible
with homogeneity on a large scale (and possibly on a smaller scale,
within the outer core) as shown most recently by Butler and Anderson
[1978].

Therefore, the available data strongly suggest that the inner
core boundary represents more than a simple melting transition and
therefore that it is also a compositional boundary. In light of these
conclusions, the simplest model for the inner core may well be that it
consists of pure iron as indicated above and as suggested by others
[e.g., Birch, 1972; Bukowinski, 1977; Ahrens, 1979]. Otherwise yet
another compound, different from that in the outer core or from iron,
must be considered for the inner core although iron is fully consistent

with all of the data presently at hand.
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The necessity for nickel in the core is unclear, however since

the effect of incorporating Ni is apparently to increase the density
withodt markedly affecting the bulk modulus of iron [McQueen and Marsh,
1966] it is clear that the inner core could only contain a rather small
proportion of nickel. On physical grounds none is needed.

The consequences of these alternatives may be important in
i considering the thermal state of the core. If the inmner core represents
merely the solidified outer core, then the inner core boundary
t represents a fixed point on the melting curve of the appropriate (and
as yet unknown) iron compound (i.e., a one-component system is assumed).
Stacey's [1977a] thermal model of the core, for example, is based in
part un such an assumption. However, from the discussion just given,
such an assumption does not seem warranted. Rather, the inner core
boundary is interpreted here to lie at a temperature above that required
for freezing the outer core but helow the melting point of pure iron.
This conclusion does not necessarily have a strong effect on Stacey's
model, and it lends further support to the relatively low temperatures
for the core which have been proposed in the last few years [e.g.,
Tolland, 1974; Stacey, 1977a]. However, this conclusion does suggest
that the reason for the outer core being molten is simply that it is
contaminated or alloyed such that not only its density but also its
melting point is lowered below that of pure Fe [c.f., Birch, 1972 as
well].

A change in composition is, of course, expected for melting of

a multi-component system (in general), and the arguments given here are
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fully consistent with discussions of the core as a eutectic system
[e.g;, Usselman, 1975]. Nevertheless, the possibility remains that the
inner core-outer core boundary is, like the core-mantle boundary, a
major chemical discontindity rather than an equilibrium phase boundary.
In any case, if the inner and outer core are taken to be chemically
distinct, then their boundary may only serve as a crude bracket on the
geotherm.

The combination of bulk modulus and density should provide a
powerful discriminant for céndidate compositions of the outer core.
Assuming the outer core to consist mainly of ironm, along with an alloying
element or impurity, data on the densities and bulk moduli of various
compounds (appropriately corrected for temperature) can be combined
with the information given in Figure 9 in order to (i) test whether
the properties of this compound are compatible with those of the outer
core, and (ii) determine how much of this compound must be in the core.
This Core Diagram gives the unique combination of density and bulk

modulus as a function of mass fraction of the core which the intermixed

for the outer core as well as the data on pure iron presented here.
The density of X as a function of mass fraction contained in the ¥

core (mx) along with Fe is given by

= X (7a)

pcore + pFe (m, -1)

iy
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which implies a volume fraction of X of

p ~-p
v - core Fe , (7b)

px - pFe
assuming ideal mixing. The bulk modulus of the outer core must then
satisfy the Reuss bound (equivalent to the Hashin-Shtrikman value) for

the mixture of Fe and X so that

X = x %6 Xeore

s K, +K (v ~-1; (8)
Fe core X

[for further details, see Jackson et al., 1978; also Watt et al., 1976].
Figure 9 shows the solutions of Equations (7) and (8) for a

depth in the outer core corresponding to 200 GPa (approximately 2860 km

~radius), based on the densities and bulk moduli of iron and the core

which are indicated. Similar diagrams are readily constructed for all
depths within the core. Obviously, if X has the same density and bulk
modulus as the outer core, it can make up 100%Z of the mass fraction,
and even materials with vanishingly small densities can be present in
the outer core. However, using the density as a constraint on the
amount of X present (as is commonly done), Figure 9 gives the bulk
modulus required by the data. No material with a bulk modulus less
than about 457 that of the core can be accommodated in any amount.
Although many candidates have been proposed for the alloy X
in the core [Fe-S, Fe-C, Fe-Si, and Fe~0 compounds, for example, Jacobs,

1975], the information available for these compositions is as yet too
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sparse to make a critical evaluation using Figure 9. The recent
calculations of Alder and Trigueros [1977] for a number of compounds
do‘not yield any values of density and bﬁlk modulus which are very
compatible with Figure 9. This discrepancy may be due in part to
combined errors in the extrapolations which they used and the extra-
polatidns used here. Ahrens' [1979] recent estimate of about 10% S
(by weight) being needed to satisfy outer core densities would imply
(with m ~ 0,.27) a bulk modulus close to 700 GPa at a pressure of

200 GPa in the ceore. This in fact>is consistent with the values given
by Alder and Trigueros' model for the sound speed of FeS. As is well
known, mantle compositions (basically, in the system Mg-Si-0) cannot
satisfy the constraints of Figure 9 because their relatively low
densities and high incompressibilities are mutually exclusivé in this

context. Iron oxide, however, may fit in very well [c.f., Ringwood,

.1978]. Hopefully, additional data at high pressures will allow more

complete evaluations of the thermal equation-of-state properties of
such compounds, so that they can be more critically considered as

candidates for the outer core.
CONCLUSIONS

A new analysis has been presented which yields estimates of the
thermal properties of materials at high pressures and temperatures
based on shock-wave measuréments. This extends previous interpretations
of Hugoniot data on initially porous samples and allows a more complete

evaluation both of theoretical equations of state and of geophysical
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models of the earth's interior. It is hoped that this study will
stimulate further measurements of the thermal properties of materials
at high pressure using either dynamic or static techniques, and thus
provide further physical constraints on the chemical nature of the
earth's core.

From the present study, the Hugoniot data on porous iron provide
a strong experimental confirmation of Stacey's [1977a] thermal model
of the core by verifying his theoretical estimates of thermal
properties at high pressures. The Vaschenko-Zubarev/Irvine-Stacey (or
"free-volume") formulation for the Griineisen parameter appears to be
very successful for iron at high pressures, while previous (approximate)
formulas for the behavior of the coefficient of thermal expansion under
compression appear to be less reliable.

This analysis provides new estimates for the bulk modulus and
sound speed of iron under core conditions which are in disagreement
with the results of previous studies. These earlier studies have not
properly accounted for the large differences in temperature between
states on the Hugoniot and those within the core. The data presented
here demonstrate that the gradients of density, sound speed and bulk
modulus within the core are the same as those expected for iron, or a
closely related compound, under self-compression. On a gross scale,
then, the bulk of the outer core appears to be chemically homogeneous,
although more detailed seismic analysis may prove this not to be the

case on a smaller scale.
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Whereas the bulk velocity in the outer core is close to, but
probably Somewhat less than that of iron, the bulk modulus in the
outer core is clearly some 10-15% less than that of pure Fe under
equivalent conditions. Hence the light, "alloying" element present in
the outer core decreases both the density and bulk modulus below that
of iron by about the same proportions.

The present analysis of the data for pure Fe constrains the
density and bulk modulus which the lighter compound in the outer core
must have. The Core Diagram shown in Figure 9 should be quite useful in
determining what compounds may be present in the outer core (along with
iron) and in what proportions, but only when more data are available on
the densities and bulk moduld at (or corrected to) the pressures and
temperatures appropriate for the core.

From a combination of seismological observations and the results
of this study, the properties of the inmer core are found to be com-
pletely consistent with its being pure iron. Although it may have a
composition other than Fe, the inner core is very likely not to be the
solidified equivalent of the outer core. Therefore, the simplest
hypothesis at present seems to be that the inner core is in fact pure Fg.

This strongly suggests that the inmer core-outer core boundary
is both a compositional and a phase boundary as might be expected for a
multi-componéﬁt system, for example. This boundary can therefore not
be readily used as a fixed temperature point on the melting curve of

iron (or.a related compound).
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Presumably the contaminant which has lowered the density and
bulk modulus of the outer core has also lowered its melting point below
that of the inner core. This chemical difference would then be the
factor allowing melting in the outer core and, ultimately, the operation

of the geomagnetic dynamo.
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F TABLE 1 W

|
a Grilneisen Parameter of Fe ‘

| ' = 2.2 + 0.5%
} Yo 0.5

' n = 1.62%¢ 0.37
Y=Y, (V/Vg)™ assumed

Po = 8.31 Mg/m3 assumed .

Reference Hugoniot: Ug = cq + sup + s'upz

po = 7.850
co = 3.574
| | s = 1.920

8' - -00068

Mcﬁueen et al. [1970]%

*See discussion in text
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FIGURE CAPTIONS

Figure 1: Thermal properties of Fe derived from shock-wave data on
porous samples [McQueen et al., 1970]: (a) Griineisen parameter,
Y, (b) adiabatic bulk modulus, Ks, along the reference (solid)
Hugoniot, and (c) the coefficient of thermal expansion, a, all
shown as a function of density. The values of KS measured for
Fe under shock by Al'tshuler et _al. [1960] are also shown. In
each case, values for the high-temperature properties of a-Fe are
shown as brackets at p = 7.85 Mg/m3. Dashed curves at low
densities represent the fits to the data of highest initial porosity
(po = 3.38 Mg/m3). The solid line in (a) is a fit of Equation (3)
i to the data while that in (b) represents the bulk modulus along
% . the Hugoniot as given by the equation of state model of McQueen
! et al. [1970].
i Figure 2: High pressure, high temperature thermodynamic properties of
Fe taken from Figure 1 (same symbols), are plotted as a function of
pressure and compared with the equivalent properties inferred for
the core [ Stacey, 1977a; Dziewonski et al., 1975; Anderson and
Hart, 1977; Hart et al., 1977; Jamieson et al., 1979]. The curve
for the Griineisen parameter of Fe is from the fit shown in Figure
la. Stacey's best estimates for the Griineisen parameter in the
outer core are labeled y and Yygz* Also shown are the fits to the

data for K%)H and aH discussed in the text.
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Figure 3: The Griineisen parameter for pressures extending through the

core as estimated by Stacey and as extrapolated from the present
data on iron (Figure la). The function yp = constant assumed by
McQueen et al. [1970] is also shown.

Figure 4: The values of a extrapolated from the present results on
Fe (Figure 2c) are compared with the estimate of Stacey for the
core.

Figure 5: The Hugoniot temperatures of iron as given by McQueen et al.
[1970] are contrasted with Stacey's [1977a] estimates of temperatures
in the core.

Figure 6: Densities through the core from whole-earth seismological
models [PEM: Dziewonski et al., 1975; C2: Anderson and Hart,

1977; Hart et al., 1977] are compared with those of pure iron at
high pressures. The measured Hugoniot and calculated 300K isotherm
of Fe given by McQueen et al. [1970] hre compared with the present
estimates of density under conditions appropriate to the core.

Figuré 7: Bulk sound speeds of iron along the Hugoniot according to
this study and the work of McQueen et al. [1970] (essentially
identical), and the measurements of Al'tshuler et al. [1960, 1971] are
shown along with the values corrected to core temperatures from the
present analysis. For comparison, seismolcgically measured bulk

sound speeds in the core are also shown.

o
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: Figure 8: The bulk modulus of iron along the Hugoniot and at core
temperatures is compared with that observed in the core from
séismology. The sources of data are the same as in Figures 6 and
7. The curve labéled "ppe-inner core” gives that bulk modulus
which satisfies both the density data for iron and the

measured sound speeds in the inner core.

Figure 9: Core Diagram showing the values of density and bulk modulus
| which must be simultaneously satisfied by a candidate compound (X)
which is coexisting in a given mass fraction with Fevin the outer
core, at a pressure of 200 GPa (radius ~ 2860 km), Errors in
density may be as much as #3-5% while those in bulk modulus may be
up to ¥5-10%. The dénsities and bulk moduli of the core and of iron
(under the same conditions) used to construct this figure are

also shown. Ideal mixing is assumed.
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Chapter 6

THE EQUATION OF STATE OF A LUNAR ANORTHCSITE: 60025

Abstract

New, shock-wave equation-of-state measurements of lumar
anorthosite 60025 ( 18% initial porosity) and single crystal anorthite
in the 40 to 120 GPa (0.4-1.2 Mbar) pressure range are presented and
compared, along with previous results on nonporous anorthosite and lumar
samples. The porous lunar anorthosite exhibits a lower shock impedance
than nonporous anorthosite which, in turn, has "a lower impedance than
either nonporous gabbroic anorthosite (15418) or high-titanium, mare
basalt (70215). This suggests that crater statistics (and, hence,
apparent cratering ages) for different lunar terranes are biased by
the properties of the different target rocks: for a given set of
impacté, systematically smzller craters will tend to be formed in
(nonporous) high-Ti mare basalt, gabbroic anorthosite and anorthosite,
respectively. The effect of initia) porosity in anorthosite 60025 is
significant: for a given impact, peak stresses are distinctly lower in
the porous anorthosite (typically by about 20% in the 40-100 GPa range)
than in the nonporous equivalent, whereas both shock and post-shock
temperatures are considerably higher. For example, shock temperatures

3 to 5 x 103 K over the range

(at a given pressure) differ by about 10
40-100 GPa. Thus, maturing of a planetary surface by repeated impact
(resulting in even mild brecciation and, hence, porosity) strongly

enhances the thermal energy partitioning into the planet during

meteoritic bombardment. The coupling of kinetic energy on impact is,
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however, decreased leading to a decrease in cratering efficiency due
to increased porosity. These results imply that, as a result of
successive impact events, the dynamic properties of a given rock unit
as well as the entire planetary surface will evolve such that the
efficiency in the trapping of thermel energy associated with impact

will tend to increase with time.
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INTRODUCTION

We present the first high-pressure equation-of-state data for
calcic anorthosite, an important lunar rock-type. Our new data help
to illustrate %he range of dynamic (shock-wave) properties among the
major lithologies found on the moon and, in particular, the profound
effects of mechanical properties (e.g., porosity) on the response of
target rocks to impact.

An anorthositic component is thought to make up some two-thirds of
the lunar highland crust, as the result of early lunar differentiation
(e.g., Adler et al., 1973; Walker et al., 1973a; Taylor and Jakes,
1974, 1977; Taylor and Bence, 1975, 1978; Bielefeld et al., 1977;
Schonfeld, 1977). Indeed, anorthosite 60025, the subject of the present
study, is a likely representative of the primitive lunar crust (as

875r/805r values: Papanastassiou

suggested, for example, by its low
and Wasserburg, 1972; see also Taylor and Bence, 1975). It is therefore,
a particularly interesting rock to subject to shock-wave studies, in
view of the current interest in modeling (and understanding) the early
evolution of the moon and the response of its surface to meteoritic
bombardment associated with the late stages of accretion. 1In fact,
sample 60025 itself has apparently been affected by a rather ancient
(basin-forming?) impact (about 4.2 AE ago, according to aoAr/39Ar data:
Schaefer and Husain, 1974), which has left a textural imprint of
fracturing and mild brecciation.

Finally, we are interested in acquiring Hugoniot (shock-wave)

equation-of-state data on Ca- and Al-bearing oxides and silicates (in

the present case, anorthite): i.,e., phases of early, high-temperature

ooy
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condensates from the primitive solar nebula (Grossman, 1972). Such data
in conjunction with component mixing models (e.g., Birch, 1952; McQueen,
1968; McQueen et al., 1970; Al'tshuler and Sharipdzhanov, 1971), help
to constrain physical models of the growth and evolution of planetary
bodies, and may be of direct interest in the study of the deep interiors
of terrestrial planets (e.g., Anderson, 1972, 1973; Taylor and Bence,

1975; Ruff and Anderson, 1977).

EXPERIMENTAL

Although most of the experimental procedures used in this study
have been previously described (Jeanloz and Ahrens, 1977; Ahrens et al.,
1977; Jackson and Ahrens, 1979), details specific to this study, as well
as changes and improvements in techniques, are discussed in this section.

Samples approximately 15 mm x 10 mm x 5 mm (0.9-1.2 gm) were cut
from a block of specimen 60025.36, and ground and lapped into the shape
of a rectangular solid to within dimensional tolerances of 0,1-~0.3%
(thickness was controlled to 0.04—6.17%, i.e., t1-6um), After thorough
cieaning and washing in acetone, each sample was heated to 105°C in a
partial vacuum (<1O"1 torr) for 12 hours or more, and then weighed.
Values of the bulk density were calculated from the sample dimensions
and mass (see Table 1); these are accurate to better than 0.5% (based
on repeated measurements).

Archimedean ("intrinsic' or crystal) density was measured using
toluene (cf., Ahrens et al., 1977). Rather than placing the sample in
a toluene bath as we have previously done, the sample was evacuated

(to <].0"1 torr, at 20°C) inside a flask and then the toluene let in,




LS

© o g——n———— T

L s <

194

In this way, vaporized toluene soaks into the sample very effectively,
yielding highly reproducible density determinations. We tried to
exclude pyroxene aggregates from our samples; however, despite these
precautions, our values of crystal density may be low by as much as 1-2%
(indicating less than complete séturation by the toluene) for a pyroxene
content of up to 2-3% in our sample (cf., Dixon and Papike, 1975). For
the samples listed in Table 1, crystal densities range between 2.709 and
2.751 (+0,003) Mg/m3, using the correction factors of Berman (1939),
These values are very consistent with the composition of 60025 (>98%
plagioclase of composition An96 and density 2.75 Mglm3; Walker et al.,
1973b; bixon and Papike, 1975; Hodges and Kushiro, 1973). Finally,
the crystal and bulk densities of each sample were used to calculate
the porosities given in Table 1 (listed to the nearest 1/2%, their
probable accuracy).

The samples were mounted along with fused quartz arrival and
buffer mirrors on pure tantalum or 2024 aluminum driver plates, and
impacted by prdjectiles launched from a two-~stage light-gas gun at
velocities ranging between 4.5 and 5.8 km/s (see Jeanloz and Ahrens, 1977,
and Ahrens et al., 1977). The impacts were produced in a chamber
evacuated to about 2 x 10"2 torr. Data, in the form of a streak record
from an image-converter streak camera (Figure 1), were read bnth visually
andzwith,a scanning microdensitometer (see Figure 2). Boundaries were
picked at 1/2 amplitude of the maximum gradient in light intensity,
and the sharpness of the boundary was taken from the slope of the
gradient in light intensity. The boundaries were fit by straight lines

(all forced to be parallel for a given record) using a least-squares
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criterion weighted by the sharpness of each boundary crossing. These
fits were then used in a statistical reduction of the shock and partial
release data similar to that discussed by Jackson and Ahrens (1979),
using the Hugoniot equations of state of McQueen et al. (1970) for Ta
and 2024 Al, and of Wackerle (1962) for fused $i0,.

We have confirmed the reliability nf uzing shmak-induced self-
illumination to measure shock-wave travel times through the mirrors on
the target (cf., Jeanloz and Ahrens, 1977) by mounting small, supplementary
arrival mirrors on the main mirrors (as described above) in several
experiments (six to date) and comparing the extinction of applied

illumination to the onset in self-illumination.

RESULTS

The Hugoniot and release data for anorthosite 60025 are shown in
three alternative representations in Figures 3, 4 and 5 and are listed
in Table 1. For comparison, data on nonporous plagioclase is also
shown in these figures. These latter data represent a baseline against
which the effects of porosity on the high-pressure equatioh—of-state
of anorthite are dramatically evident.

Two datum points, the early results of a separafe study which is
underway on nonporous anorthite (composition of An95; results to be
reported elsewhere), are shown in these figures. These data are
consistent with previous results for Tahawus Anorthosite (McQueen et al.,
1967); Although the Tahawus Anorthosite consists mainly of intermediate
plagioclase (Anég), it also contains about 10% augite (density ~3.4

Mg/m3) such that its initial density and, hence, its impedance are

.y
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fortuitously very close to that of single-crystal anorthite (see Figure
3; McQueen et al., 1967).

The Tahawus Anorthosite data above 30 GPa have been interpreted by
McQueen et al. (1967) as representing a high-density polymorph (or
assemblage) formed at high pressure; this is suggested by the anomalous
compressibility below 30 GPa (Figure 3) and the linear trend of the shock-
wave velocity (Ug) versus particle velocity (up) data with an intercept
below the bulk sound speed of anorthite (Figure 4, McQueen et al., 1967;
Liebermann and Ringwood, 1976; cf. also Ahrens et al., 1969a and b).
McQueen et al. (1967) inferred a zero-pressure density of about 3.5
Mg/m3 corresponding to these high-pressure data; this is also consistent
with one release adiabat measurement of Ahrens anq Rosenberg (1968)
but see Ahrens et al. (1969a and b) as well.

Also shown in Figures 3 and 4 is a pre-experimental estimate of the
Hugoniot state of anorthite (Angg) at 120 GPa (1.2 Mbar) based on the
inversion of Hugoniot data for various rocks, using an additive
(noninteracting continua) mixture theory (Ahrens et al., 1977). This
theoretical estimate is consistent with the Hugoniot data shown in these
figures, thus lending further‘conficence to the validity and usefulness
of the mixture model in extracting the properties of components or in
predicting the behavior of aggregates which have not been (and perhaps
cannot be) studied at high pressures.

The equation-of-state of nonporous anorthite, then, is well described
by (i) the new single-crystal data, (ii) existing data on anorthosite
(fortuitously), and (iii) a theoretical estimate.

It is clear from the figures, however, that the data for porous
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anorthite (anorthosite 60025) are dramatically offset from the nonporous
Hugoniot. Presumably, this is due to the large amount of thermal
energy imparted to the porous samples in the form of irxeversible work
done in compacting void space (see e.g., Ze'ldovich and Raizer, 1967;
McQueen et al., 1970). It is worth noting that sample #036 (91 GPa
shock state) with an initial porosity which was approximately 2% higher
than that of the other samples (about 18 * 1/2%; Table 1), has a slightly
larger offset from the nonporous Hugoniot than do the other porous
samples, thus supporting the present interpretation. Correcting for
the extra 2% in initial porosity (based on the effect of 187 porosity
on the other three samples, when compared with the nonporous data)
brings the Hugoniot state of sample #036 down in pressure (to about
83 GPa; See Figure 3) and well in line with the three other Hugoniot
points for 60025.

The streak record shown in Figure 1b demonstrates an unusual feature.
There is a bright flash of light at the back surface of the sample as
the shock-wave emerges. We have seen this feature in all four experiments
on 60025 (Figure 2), but it has not been seen in experiments either or
single-crystal anorthite or other nonporous samples (despite the high
pressures to which these have been shocked). This seems to indicate
that a considerable quantity of thermal energy resides in the porous
samples (compared to the nonporous samples) at high pressures. We do
not believe that this flash is associated with a second wave because its
width does not correlate with shock pressure (see Figure 2), and because
preliminary results of an experiment at about 25 GPa with an inclined

mirror assembly (cf., Ahrens et al., 1969b) do not show a multiple wave
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structure.

In the shock-wave velocity versus particle velocity plane (Figure
4) the lunar anorthosite data lie on a straight line which is remarkably
parallel to the line defined by the high-pressure Hugoniot points for
nonporous anorthite, but offset towards lower Us. Using the
conventional, hydrodynamic interpretation of the linear Us-up equation~
of-state (e.g., Ruoff, 1967; McQueen et al., 1967), this observation
would imply a slightly lower initial bulk sound speed (but similar
pressure derivative of the bulk modulus) for the porous anorthite when
compared to the nonporous anorthite. Assuming no further complications
due to phase transformations (e.g., kinetic effects: Jeanloz and
Ahrens, 1977; see also Davies, 1972; and McQueen et al., 1967), this is
exactly what might be expected as a thermal effect: a lower "effective”
initial bulk modulus for the porous (much hotter) anorthite. The lower
initial density tends to counteract the thermal effect, raising the
initial sound speed somewhat.

Release adiabat data are also shown in Figure 3, but their
interpretation is problematical. The data are reduced from buffer-mirror,
travel times (see Jeanloz and Ahrens, 1977 and Ahrens et al., 1977),
and exhibit the steep initial release slopes that have been documented
for several silicates and rocks (Ahrens and Rosenberg, 1968; Ahrens et al.,
1969b; Grady et al., 1974; Grady and Murri, 1976; Grady, 1977; Jeanloz
and Ahrens, 1977; Ahrens et al., 1977). Unfortunately, there are
several possible explanations for such steep slopes.

In the simplest (nontransforming, hydrodynamic) case, the release

path is expected to be isentropic (Courant and Friedericks, 1948;
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Ze'ldovich and Raizer, 1967). This '"normal" releas® parh, then, is
nearly parallel to but somewhat less steep than the Hugoniot. However,
deviations from these conditions can lead to steeper release adiabats.
Grady (1977), for example, believes that material strength (nonhydro-
dynamic behavior) can be regained by a sample while it /s at peak
pressure, based on a specific model in which yielding and transformation
under shock are associated with hot shear zones. Material strength will,
in general, resvlt in a steep, initial release path (corresponding to
elastic unloading: e.g., Courant and Friedericks, 1948; Fowles, 1961;
Al'tshuler, 1965; Murri et al., 1974). On the other hand, one could
argue that a material which has 1lost virtually all of its strength during
shock compression due to its dynamic strength being significantly
surpassed (see Rice et al., 1958; Ahrens and Duvall, 1966; van Thiel

and Kusubov, 1968; Fowles and Williams, 1970; however, cf,.,, also

Ahrens et al., 1968, and Gust and Royce, 1971), could retain enough
strength to affect the release slope (Ahrens and Rosenberg, 1968; and
Ahrens et al., 1969b, document a Hugoniot elastic limit of about 5 GPa
for plagioclase). Although such an interpretation seems consistent with
the fact that the highest pressure experiment on 60025 (#026: 94 GPa
shock state) resulted in an apparently '"normal" release path, the
observed, steep releaée adiabats for the other experiments carried out
on porous anorthite (for which the shock temperatures were presdmably
very high) make it appear quite unlikely that the steep release paths
are due to strength effects. In particular, the steep slope for #036

(91 GPa shock pressure) compared with that for the single-crystal

anorthite (at slightly lower pressure and a temperature which is less
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by about 4 x 103 K, aécording to preliminary analyses), make it virtually
inconceivable that material strength is significantly affecting the
release paths.
A more likely class of effects are those involving transformations
(reactions, phase transformations, changes in material properties) or,
in general, entropy production during release. A simple case is that
in which partial phase transformation has occurred on shock-loading so
that the relgase path is a better representation of a true compression
curve than the Hugoniot itself (Ahrens and Rosenberg, 1968; Grady
et al., 1974; Grady and Murri, 1976; Jeanloz and Ahrens, 1977). Since
the present data do not fall in what would normally be called a "mixed
phase region" (McQueen et al., 1967; Ahrens et al., 1969a), such phase
transformation effects may not seem likely. However, it is possible
that: (i) phase transformation is still not complete in states beyond
the "mixed-phase region" (Jeanloz and Ahrens, 1977; Jeanloz, 1977;
Jackson and Ahrens, 1979), or (ii) other kinetic effects are involved.
For example, further phase transformation may still be under way even
as the sample is beginning to unload, so that density could even
increase (momentarily) as unloading begins. (Given the large amount of
"overdriving'" that typically occurs under shock conditions, such
continued transformation is quite conceivable, e.g., McQueen et al., 1967.)
Also, we note that an additional factor affecting the slope of the
release adiabats is the use of a finite difference in evaluating the
Riemann integral (by necessity, since only one release state is
measured in each experiment). As shown by Lyzenga and Ahrens (1978),

this yields an upper bound to the actual density on release. Thus, a°
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number of factors may be invoked to explain the steep release adiabats
for 60025. Unfortunately, it is not clear what role each of these
factors plays (quantitatively) in the apparent behavior observed on

release.

DISCUSSION

The present results, when combined with previous data on the shock
properties of lunar rocks, provide several interesting implications for
the dynamics of impact phenomena on the lunar surface.

Our work to date suggests that essentially all of the major lumar
rock types will have Hugoniots (see Figure 5) bracketed by the Hugoniots
of 70215 (a high-titanium, mare basalt; Ahrens et al., 1977) and of non-
porous anorthite (labeled An95) for solid (nonporous) target materials.
For example, a point for gabbroic anorthosite (15418), calculated via
the additive mixing model (see ablve) and shown in Figure 5, has an
impedance (DOUS) = glope in this Figure), intermediate between that of
the basalt and anorthite. Highland rocks appear, then, to have somewhat
lower impedances than mare rocks implying the generation of higher
pressures in the latter for a giveri impact veloecity. As an example, a
curve indicating the peak pressure generated by an iron projectile
impacting at 6.0 km/s .is shown in Figure 5, showing that a given phase
(a plﬁgioclase, for example) might experience peak stresses diffefent
by about 207% for the same impact velocity, depending on whether it was
located in a mare or in a highland terrane. These differences will
increase with increasing pressure (or impact velocity). However, most

gsolid lunar rock types will probably fall in between the bounds set by
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the anorthite and the mare basalt in Figure 5.

More dramatic, though, is the substantially lower impedance
exhibited by 60025, compared to the solid rocks (Figure 5). For a given
impact event, this porous rock clearly attains much lower pressures than
the solid rocks, but much higher shock and post-shock temperatures than
the nonporous samples. For the 6.0 km/s iron impact, although peak
pressures in the porous anorthosite are about 20% lower than for the
nonporous equivalent, a preliminary analysis indicates peak temperatures
on the order of 4,000 K higher than in the single-crystal anorthite.
This same analysis yields a difference of about 1-4 x 103 K in shock
temperature (at a given pressure) betwzen 60025 and nonporous anorthite
over the pressure range 40-100 GPa. Thus, porosity can have a very
substantial effect on the thermal energy partitioning and the shock
pressures reached in an impact process, ultimately affecting the nature
and degree of shock-metamorphism as well as the residual ('post-shock'')
heating.

The porosity in 60025 is due to mild brecciation and fracturing
(Walker et al., 1973; Hodges and Kushiro, 1978; Dixon and Papike, 1975)
rzsulting from light shocking after crystallization. In general, a
planetary surface is expected to ''mature' with time in that continued
bombardment tends to fracture and brecciate the surface, forming a
regolith-like layer. Safronov (1972, 1978) and Kaula (1978) have
discussed the importance of such a regolith in the thermal evolution
of young planetary bodies in that it acts both as an insulating layer

which traps impact-produced thermal energy, and also controls the loss

of this energy by stirring due to subsequent overturn. Our data emphasize

-
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a separate (perhaps equally important) effect of such a layer indicating
that, with its higher initial porosity (lower impedance), it could allow
substantially increased partitioning of thermal energy into a planet
during accretion or bombardment of its surface.

Therefore, with time, the dynamic properties of the pristine planetary
surface will tend to mature (with the apprcpriate Hugoniots sweeping
downward, to the right in Figure 5), resulting in a more substantial
shock~-heating associated with any given impact. The porosity needed for
such dramatic changes can result from very mild shocking (as in the case
of 60025). Of course, this effect can be counterbalanced by several
processes: for example, the eruption of fresh volcanic flows onto a

planetary surface,

CONCLUSION

We have presented the first high-pressure, equation-~of-state data
for a calcic, aluminous silicate: anorthite. Our shock-wave results
on lunar anorthosite 60025, which has an average initial porosity of
about 18%, contrast sharply with the equation-of-state of nonporous
anorthite due to the large amount of thermal energy associated with
pore closure under shock-loading. This thermal energy results in a
subétantial offset (e.g., as a significant thermal pressure) of the
high-pressure states achieved by the porous anorthosite (compared to the
nonporous anorthite), illustrating the important role of porosity in
determining the response of a target material. For a given impact,
although peak pressures are less in a porous than a nonporous target,

both shock and post-shock temperatures can be considerably larger, as
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in the case of 60025. Cratering efficiency (per mass of target) is
therefore significantly reduced for the porous case as a given projectile
will impart a higher proportion of its kinetic energy to a smaller mass
of target.

The present data provide a shock-wave equation-of-state for an
important lunar rock-type and a prime candidate for material representative
of the primordial lunar crust. These data can be used to describe the
dynamic response of much of the lunar surface to meteoritic impact
(e.g., during the late stages of accretion). The combined results on
lunar samples to date indicate significant variations in the dyhémic
properties among the major lunar lithologies. These imply that for a
given distribution of high impedance meteorites, the resulting crater
sizes will tend to be systematically larger for lunar anorthosite,
gabbroic anorthosite, and high-Ti mare basalt respectively. Hence, such
lateral variations in crater~forming processes will be reflected as a
systematic bias in apparent cratering ages (e.g., in mare vs. terrae).
More significantly, however, the present study of a porous highland rock
illustrates quité clearly the time-dependence of the dynamic properties
of a petrologically well-defined rock unit or planetary surface due to
its continual '"maturing' under meteoritic bombardment. This results
in a general (and potentially very substantial) enhancement, with time,
in the production of thermal energy due to the impact of this planetary

surface.
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Figure Captions 213

Figure 1.

Figure 2.

(a) Still photograph taken through image converter camera,
viewing the back-side of the target (#029): the sample
and mirrors can be seen, as well as the location of the

slit.

(b) Streak photograph for shot #029 taken by sweeping the
image of the slit towards the right (at nearly constant
velocity) as the projectile impacted the target. Note
the intense flash of light as the shock-wave crosses the

sample/buffer mirror interface.

Microdengitometer scans taken from the streak records of
experiments on 60025, showing the region of the flash
(sample/buffer mirror interface) only. Intensity of light
is shown as a function of time (10 wm spatial resolution
on the film), at constant position along the slit
(approximately at the center of the sample). Note the
nearly crmgtant flash duration. Arrival of the shock-wave
into the buffer mirror and (in two cases) exit of the
shock-wave from the back surface of the buffer mirror is
also indicated. ' The noise in these traces is due wholly

to the grain of the film.

\:;L
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Figure Captions (Cont'd)

Figure 3.

Figure 4.

Figure 5.

Hugoniot (shock-wave) equation-of-state data for sample 60025
(including the datum from shot #036 at 91 GPa, corrected for
extra porosity: see text) compared with single crystal anor-
thite (labelled Angs; source: Miyake~zima, Izu Islands, JAPAN),
a terrestrial (intermediate plagioclase) anorthosite (from
Tahawus, NY: McQueen et al., 1967), and a theoretical estimate
at 120 GPa (cf., Ahrens et al., 1977), in the pressure-density
plane. Note the steep release adiabat slopes for the three,

low-pressure experiments on 60025.

Shock-wave velocity (Us) versus particle velocity (up) data
pertaining to calcic plagioclase (symbols are defined in Fig. 3).
Only data above 30 GPa are shown. The bulk sound speed (co)
from Liebermann and Ringwood (1976) is indicated for comparison.
The porous (60025) and non-porous data define two, linear

and essentially parallel trends, and the consistency of the
combined results on non-porous samples is evident (despite

significant variations in chemical composition: see text).

Shock pressure versus particle velocity data for anorthosite
60025, single-crystal anorthite, terrestrial anorthosite
(Tahawus, NY) and mare basalt 70215, and a theoretical estimate

for gabbroic anorthosite 15418 (Ahrens et al., 1977). Only

data above 30 GPa are shown. The Hugoniot of iron is shown
to illustrate the impedance-matching conditions for the

6.0 km/s impact of an iron projectile omto a lunar target.
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Chapter 7
ANORTHITE: THERMAL EQUATION OF STATE

TO HIGH PRESSURES

Abstract

We present shock-wave (Hugoniot) data on single-crystal and porous
anorthite (CaAIZSiZOS) to pressures of 120 GPa. These data can be
inverted to yield high pressure values of the Griineisen parameter (y)
adiabatic bulk modulus (Ks) and coefficient of thermal expansion (a)
over a broad range of pressures and temperatures which in turn are used
to reduce the raw Hugoniot data and construct an experimentally-based
high-pressure thermal equation of state for anorthite. We find
surprisingly high values of y which decrease from about 2.2 to 1.2 over
the density range 3.4 to 5.0 Mg/m3. Our data clearly indicate that
whereas the zeroth order anharmonic (§uasi-harmonic) properties such
as Yy and a decrease upon compression for a single phase, these properties
apparently increase dramatically (200% or more) in going from a low to
a high pressure phase. The results for anorthite also support the
hypothesis that higher~order amharmonic contributions to the thermal
properties decrease more rapidly upon compression than the lowest order
anharmonicities. We find an initial density ppn Vv 3.4 Mg/m3 for the
"high-pressure phase" portionof the Hugoniot, with an initial value of
K essentially identical to that of anorthite at zero pressure (90 GPa).
This 1s surprising in light of recently documented candidate high-pressure
assemblages for anorthite with significantly higher densities, and it

raises the question of the nonequilibrium nature of Hugoniot data. By

w
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correcting the properties of anorthite tuv lower mantle conditions we
find that although the density of anorthite is comparable to that of
the lowermost mantle, its bulk modulus is considerably less, hence making

enrichment in the mantle implausible except perhaps near its base.
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INTRODUCTION

Anorthite is a mineral of particular geochemical interest because
of its refractory nature. Both theoretical and observational evidence
suggest that it is among the first high temperature condensates that
form from the solar nebula and as such may be an important phase in the
earliest accretional history of the planets (e.g., Marvin et al., 1970;
Grossman and Larimer, 1974). Indeed, according to inhomogeneous
accretional models the present internal zonation of the planets is thought
to reflect, at least in a broad sense, the accumulation of first the
more refractofy condensates followed by successively more volatile-
rich material (e.g., Turekian and Clark 1969; Clark et al., 1972). Hence
anorthite and other calcium-aluminum minerals may well be enriched
deep within the earth and, if stable against buoyancy forces, may remain
there from the earliest times of the earth's formation. Recent evidence
has, in fact, suggested that a significant portion of the earth's
mantle could be quite enriched in a calcium component: the mineral
Ca0 at high pressures has properties which are virtually indistinguishable
from those of much of the lower mantle (Jeanloz, et al., 1979). Except
for the few hundred kilometers near its base, however, the lower mantle
appears to be relatively homogeneous according to seismological
observations, and the most plausible location of a chemically distinct
zone might be near the bottom of the mantle (Anderson, 1975; Jeanloz
and Richter, 1979).

The purpose of this paper is to present new high pressure data on
anorthite which provide among the most complete high-pressure, high-

temperature characterizations of any silicates to date. We have carried
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out shock-wave experiments both on single-crystal anorthite and on
anorthite containing a substantial initial porosity. Because the
states achieved in the latter are much hotter than those produced in
the nonporous (single-crystal) samples under shock the temperature-
dependence of the high-pressure equation of state can be directly
evaluated. Thus, we derive a thermal equation of state for anorthite
to pressures in excess of 120 GPa based on our data and with virtually
no theoretical constraints on the form of such an equation of state,

As a result, we have measurements over a wide range of pressures and
temperatures of such thermal properties as the Grineisen parameter and
coefficient of thermal expansion, as well as the pressure- and temperature-
dependent bulk modulus. This in turn allows us to make a direct
comparison between anorthite at high pressures and the earth's interior
and leads us to the conclusion that although the density of anorthite
is consistent with that of the lower mantle the bulk modulus probably
precludes significant amounts of anorthite being present except,
possibly, in the lowermost portion of the mantle (D" region). A modest
enrichment of anorthite is allowed by our data which would be stable at
the base of the mantle, however none is required.

The porous anorthite used in our experiments is a lunar highlands
rock (sample 60025). 1Its response to dynamic compression is of intrinsic
interest for better understanding the cratering properties of the lunar
surface. Because of its extremely primitive character, the properties
of 60025 are of particular interest for modeling the late-stage accretion
and early evolution of the moon. These considerétions have been discussed

more fully by Jeanloz and Ahrens (1978), in which some of the data which
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are described below were first presented.

EXPERIMENTAL

Euhedral, single-crystals of a "transitional" anorthite from
Miyake-zima, Izu Islands, Japan (cf. Gay, 1954; Miiller, et al., 1972;
McLaren, 1973) were used as nonporous samples; their composition
corresponds to Angs 4 Ab, 5 Org 3 (representative analysis in Table 1).
Samples were oriented morphologically for shock-wave propagation along
the [010] direction and were prepared so as to avoid the small amounts
of olivine (F083Fa17) inclusions present in the anorthite crystals.

The porous anorthite samples were cut from lunar anorthosite 60025,36,
.174 as previously described (Jeanloz and Ahrens, 1978).

The experimental techniques used in this study have been presented
elsewhere and are only briefly discussed here (see Ahrens et al., 1977;
Jeanloz and Ahrens, 1977, 1978, 1979a). The initial densities of
samples are determined by an Archimedean and a bulk technique for non-
porous and porous samples respectively. Properly characterizing the
initial densities of the porous samples is particularly important for
obtaining data of high quality (Jeanloz and Ahrens, 1978). Shock
experiments were carried out using a two-stage light-gas gun or a 40
mm—~bore propellant gun to accelerate projectiles to velocities between
2.3 and 6.6 km/s. In each experiment, the impact velocity of the
projectile is measured, as is the velocity of the shock wave which is
generated in the sample upon impact by the projectile. The shock~wave
velocity is determined by measuring the travel time of the shock-wave

through the sample (of known thickness) by way of a rotating-mirror or
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an image-converter streak camera; details of the data reduction procedure
are given in Jeanloz and Ahrens (1979a). The Hugoniot state is then
determined by applying impedance-matching conditions (Hugoniot equations)
to the measured initial density, impact velocity and shock-wave velocity.
A partially- or fully-released state is also determined by a free-
surface or buffer impedance mismatch measurement, reduced by way of the
Riemann-integral formalism (e.g., Rice et al., 1958; Lyzenga and

Ahrens, 1978). The standard equations of state of McQueen et al. (1970)
for W, Ta and 2024A1 alloy, and of Wackerle (1962) and Jackson and

Ahrens (1979) for fused quartz were used in reducing these data,

RESULTS

The results of the present experiments on single-crystal and
porous anorghite are given in Tables 2 and 3, respectively, and are
shown in Figures 1 and 2; for convenience, the data from Jeanloz and
Ahrens (1978) for anorthosite 60025 are included, with slight corrections.
Despite variations in composition and porosity, the present data can
essentially be considered representative of endmember anorthite {(CaAl,Si,Og)
with 0% and 19% initial porosity. Although the data of McQueen et al.
(1967) for Tahawus anorthosite correspond to a mere sodic plagioclase
(Anag), these are indistinguishable from the present (nonporous) data
because the Tahawus anorthosite contains enough pyroxene to increase its
initial density to that of .anorthite (Figures 1 and 2). Hence the single-
crystal anorthite and Tahawus anorthosite data are reduced together for
determining the properties of anorthite at high pressures (see Jeanloz

and Ahrens, 1978).
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All of the present data are in the "high-pressure phase' regime
(e.g., McQueen et al., 1967) and for comparison a theoretical Hugoniot
is shown in Figures 1 and 2 for the zero-pressure structure of anorthite.
This is constructed (McQueen et al., 1963; Davies and Gaffney, 1973)
from a third-order Eulerian finite-strain adiabat, constrained by recent
ultrasonic data for anorthite (Liebermann and Ringwood, 1976). The
Tahawus anorthosite data extrapolate to this theoretical Hugoniot at
about 10.3 (£0.5) GPa pressure, indicating that the "mixed-phase' region
extends from approximately 10.3 to 33.0 GPa for the non-porous samples.
The porous and nonporous data in the "high-pressure phase' regime can
be characterized by the least squares~fit, quadratic shock-wave velocity
(Ug) versus particle velocity (up) relations given in Table 4 along
with the avérage initial densities (pO). Although the porous data

require a quadratic Ug-u relation, this is not the case {ztatistically)

P
for the nonporous data. It is interesting to note, however, that the
porous and nonporous data define essentially parallel trends in

Figure 2.

The release paths shown in Figure 1 are schematic in that they are
constrained by only a single measurement in each case, as shown. In using
the Riemann integral to derive these data, the release process is assumed
to be isentropic, and hence the release paths are expected to have
similar (but Slightly smaller) slopes in the pressure-~density plane as
the Hugoniot. Although strictly 1sentr6pic release might seem
implausible, Jeanloz and Ahrens (1979b) have recently shown that the

effects of entropy production (excluding reactions or phase transformations)

are not likely to be large enough to influence the release paths. The
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results for single-crystal anorthite and, at the higher pressures,

porous anorthite are consistent with isentropic unloading. These release
paths are significantly different from those documented in the '"mixed
phase" region of feldspars in previous studies (Ahrens et al.,, 1969b:
Grady and Murri, 1976)., consistent with the present data being in the
"high-pressure phase'' regime of the Hugoniot., It is difficult to
understand, however, why several of the release paths for porous
anorthite are steeper than the Hugoniot. Finite-strength effects appear
not to be responsible and, although several possible explanations can

be advanced, these results are enigmatic (cf. Jeanloz and Ahrens, 1978).

THERMAL PROPERTIES

By combining shock-wave data from samples of different initial
densities, thermal properties at high pressures can be derived with
virtually no theoretical constraints involved (e.g., Kormer et al.,
1962; McQueen et al., 1970; Jeanloz, 1979a). In the following, thermal
properties will be derived based on successively more extensive assumptions
or approximations, however none of the results are strongly dependent
on an assumed form of the high-temperature, high-pressure equation of
state because each Hugoniot point represents a direct measurement of a
pressure (P - volume (V) - internal energy (E) state. The most
important assumption is that the porous and nonporous data represent
identical (or at least very similar) thermodynamic states, except for
the temperatures involved; because of the large energies involved, this
appers to be a good approximation (see Jeanloz, 1979a). For example,

despite the fact that the porous Hugoniot probably represents molten
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anorthite to a large extent, the effect of melting on density at a
given (high) pressure is small: at zero pressure, a volume change on

melting of only 4% is found (Skinner, 1966), and at high pressures

this undouhtedly decreases to within the few percent accuracy of the
Hugoniot data. Hence the effect of melting on the energies or
compressibilities involved are not likely to be resolvable, and no
anomalies which could be ascribed to melting are seen among the data
considered here. Each datum probably represents an average over a
heterogeneous thermal state achieved on the Hugoniot, particularly for

the porous anorthite in which extremely high temperatures can be

achieved along grain boundaries (e.g., Belyakov et al., 1974, 1977; also
Grady, 1977). However, for the hydrostatic condition which is (at

least approximately) achieved along the Hugoniot, temperature perturbations
result in density (rather than pressure) variations. Thus, temperature

4 and 105 K, and concentrated within about 107 of

variations between 10
the sample, could readily be concealed within the 1-2% accuracy to
which Hugoniot densities were determined in this study. At these
high temperatures other processes, such as radiative thermal conductivity
are likely to become important enough to preclude more extieme temperature
variations. The reproducibility of the present data alsoc suggest that
an adequate thermal average has been measured.

The porous and nonporous data are directly inverted to yield values
of the Griineisen parameter (y = V (ég-)v ) based on the Hugoniots given

3E
in Table 4. At a given volume (V) the Grilneisen parameter is given by

P _ N
Z(PH; Py ) (1)

v = v P N N P
- - 7 -
PH (VO VH) PH (‘0 v

H
H)
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where O and H subscripts represent zero-pressure and Hugoniot states,
while P and N indices refer to porcus and nonporous samples respectively
(further details are given in Jeanloz, 1979a). Equation 1 yields
values of y which are averaged over large temperature intervals and it
is assumed here, as is commonly done (e.g., McQueen et al., 1970;
Wallace, 1972), that vy is essentially independent of temperature.
Independent analyses show this to commonly be the case (e.g., Anderson
et al., 1968; Jeanloz, 1979a), and the porous data for anorthite,
although available within only a small variation of initial porosities,
are also consitent with a temperature-independent Criineisen parameter.
The resulting values of y are shown in Figure 3 in which each datum
point represents the offset of a porous Hugoniot point from the
nonporous Hugoniot. The error bars largely reflect uncertainties in
the nonporous Hugoniot which must be extrapolated downward considerably’
in pressure (or density) for this analysis. Because the porous Hugoniot
is quite well constrained by our data, a smooth (y) curve can be derived
from the parameters listed in Table 4 (Figure 3) which compares favorably

with a power-law fit to the data

1.66{x0.42)

Y = 2.20 (3.40V) (2)

with V in m3/Mg (based on Py, = 3.40 Mg/m3: see below). It is interesting
to note that the exponent in Equation 2 is larger than 1, as in the case
of iron (Jeanloz, 1979a), although a value of unity is o¥ten assumed

for the volume dependence of the Grineisen parameter (e.g., McQueen

et al., 1967, 1970; Brennan and Stacey, 1979).

The most striking feature in Figure 3 is the dramatic increase in

o
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vy from its zero-pressure value, for the high density states achieved
along the anorthite Hugoniot. The Grineisen parameter 1is expected to
decrease upon compression (as shown by the present data), hence the
increase shown in Figure 3 at p < 3.7 Mg/m3 directly reflects the large
increase in zeroth-order anharmonic (quasi-harmonic) contributions to
the thermal properties of anorthite as it is compressed through the
"mixed-phase'" region. It may seem surprising that anharmonic properties
increase across such a density jump, however this effect is seen in
other cases, such as the phase transitions in Fe, Bi and halides
(Jeanloz, 1979a; Ramakrishnan et al., 1979). This is consistent with
the standard interpretation of the '"mixed-phase" region of the Hugoniot
(e.g., McQueen et al., 1967) as representing a polymorphic transformation
to a high-density, high-pressure phase, perhaps with increased cation-
coordination number. In general, an increase in coordination number is
accompanied by an increase in average bond length and hence an increase
in anharmonicity might be expected. However, other effects are also
available to explain the observed increase in y with density, such as
slight changes in the nature of the interatomic bonding (e.g., Megaw,
1938). In any case, an increase in anhgrmonic contributions to the
thermodynamic properties of anorthite when shock-compressed into its
high~density state 1s clearly indicated by the present data.
iven a knowledge of the Griineisen parameter, an isentropic bulk

modulus (Kg) or bulk sound speed (c) can be determined from the slope of
the Hugoniot at any given density (or pressure) by means of the following

equation (e.g., Al'tshuler et al., 1960; McQueen et al., 1967, 1970)
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PReE = Ks) . -(g-%)[(vop - VH) %,; - 1] v+ 1y (3)

This equation is derived by assuming a Mie-Griineisen form for the equation
of state, however the thermal correction to the Hugoniot slope is small
and is experimentally constrained (through y), therefore minimizing the
effect of this assumption. The resulting values of Kg along the Hugoniot
of anorthite are shown in Figure 4. Again, the individual points are
determined by the offset of the porous anorthite data while the curves
for KS along the porous and nonporous Hugoniots are determined from the
parameters given in Table 4 (cf. Jeanloz, 1979a). The error bars on
the data mainly reflect uncertainties in the fit to the nonporous
Hugoniot, particularly of its slope. Significantly, both the porous
and nonpcorous Hugoniots are well enough constrained to directly yleld
independent measurements of the bulk modulus of anorthite at high
pressures and at widely varying temperatures (corresponding to different
initial porosity). However, in order to quantitatively separate the
thermal and compressional effects on the bulk modulus, a more complete
model must be derived for anorthite under shock conditions, as is done
below. Such a model yields estimates of the temperatures along the porous
and nonporous Hugoniots, thus allowing the isotherms shown in Figure 4
to be determined.

Sound velocities have been independently measured in (alkali) feld-
spars under shock by means of unloading waves (Grady et al., 1975).
These velocities were considered to be anomalously low, and hence were
interpfeted as being bulk (rather fhan longitudinal) velocities, suggesting
the possibility of partial melting during shock loading. The present

results, however, yield lower bulk sound speeds along the Hugoniot than
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were expected by Grady and coworkers, thus precluding the need to invoke
their "shear-band" melting. In fact, a direct comparison of their
velocities with the present data allows the shear modulus along the
Hugoniot of feldspar to be calculated. This yields u ~ 117.3 and

118.3 GPa (Poisson's ratio of 0.21-0.26) at pressures of 34.5 and

46.0 GPa respectively, assuming that Grady et al. measured longitudinal
velocities. These values for the shear modulus are not unreasonable,
but they are}only approximate since there are significant uncertainties
in the data sets which are being compared and compositional differences
between the samples are ignored. In any case, this analysis suggests
that nonporous feldspar melts along the Hugoniot only at pressures
significantly higher than 46 GPa., Similar comparisons of unloading
wave velocities with independently determined bulk compressibilities
have been used to determine the shear properties of metals to pressures
well in excess of 100 GPa (e.g., Al'tshuler et al,, 1971; Simonov

and ‘Chekin, 1975).

Anorthite behaves as though it undergoes a major phase transformation
under shock, as exemplified by the large density increase and anomalously
high (apparent) compressibility through the 'mixed-phase" region.
Without specifying the details of such a transfofmation, the important
consequence is that the properties of anorthite along the '"high-
pressure phase' branch of the Hugoniot must be referenced to a zero-
pressure density which is significantly higher than the initial density
of anorthite and that the densification through the "mixed-phase' region
is reflected not as a thermal energy but as a potential energy which is

imparted to the (static) lattice: that is, an energy of transformation

e |
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(AEtr)' By comparing the theoretical (untransformed) Hugoniot with the
nonporous Hugoniot of anorthite at about 30 (10) GPa pressure, a volume
decrease of about 207 1s found associated with the "mixed-phase' region.
Hence, the high-pressure anorthite data correspond to a state with a
zero-pressure density pgy, = 3.40 (20.1) Mg/m3, a Grineisen parameter
given by Equation 2 and with AE , ~ 198 * 60 kJ/mol. Here, AS., v 0
was assumed and the transition pressure of 10.3 GPa derived above was
used.

With these parameters constrained, a principal adiabat can
immediately be derived for the porous and nonporous anorthite data
corresponding to the “"high-pressure phase" branch of the Hugoniot.

The approach used here was to find a least~squares fit to the data
with the adiabat given by either third- or fourth-order, Eulerian
finite-strain theory. The appropriate equations for the forward
problem {e.g., McQueen et al., 1963; Davies, 1973) are readily

converted to normal equations of the form

: 3 ,.2 -1
?{[1 - %’(g%l)" 1] PH + voy AEtr} {X (x "l);C = BO+81

4)
(x%-1) (7 63-0 - X% g
v with s
;
g =x2- -z- v (x3-1) + &, o212 P - ;;'-Y (x*~1)] (5a)
= é ; " _3_ ' LI 143 5
€ =8 Fo2Koy T ¥ ®o' - H 5= (58)
X = (0/902)1/3 (5¢)
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The least-squares solution to Equation 4 yields best estimates of the
parameters 80 = KOZ and By = K02€1’ where £y = %.(A-Kos') and all
properties refer to the adiabat centered at Po2 (primes indicate pressure
derivatives). Although equation 4 can easily be extended to the multi-
variate case in which £y and AEtr could be independently estimated, these
L variables are so poorly constrained by a fit to the data (at least in

the present case) that no further information is gained. A third-order
fit (corresponding to a Birch-Murnaghan adiabat) is derived by

setting E5 = 0 in Equation (5a), resulting in

| . Ky = 86.5 (+10) GPa (6a)
f ? - Kgs' = 3.93 (20.20) (6b)
KOSKOS" = -3,45 (£0.35) (6c)

f for the adiabat corresponding to the "high-pressure phase' Hugoniot of
anorthite; the value in Equation 6c¢ comes from Equation 5b. Alternatively,
fourth-order solutions can be found for Equation 4, however these do not
improve the fit to the data significantly and do not change the
resulting adiabat markedly. For example, letting Kos" =0 (52 = 1.49)

yvields K. = 95.4 GPa, KOS' = 2,93 and an adiabat which is within about

Os
0.7% in density from that determined by Equation 6. It is interesting
to note that KO' is essentially equal to 4 (Equation 6b), the value for
the Birch, second order equation of state, whereas neither the Slater,

Dugdale-MacDonald nor Free Volume estimates of y based on this value

agree with the present data (e.g., Zharkov and Kalinin, 1971).

~ e
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The bulk modulus given in Equation 6a is surprisingly low given
the large increase in density from pgy = 2.74 Mg/m3 to pgy = 3.4 Mg/m3 ‘
(compare with KOs = 92 GPa for anorthite at zero pressure; Liebermann
and Ringwood, 1976), however this conclusion is in complete agreement |
with the results originally derived by McQueen et al. (1967). Because
the Griineisen parameter was not independently known in that earlier
study, they derived solutions for the principal adiabat of the '"high-
pressure phase" Hugoniot of anorthosite using both low (yo = 1,13)
and high (yo = 1,73) values of y (they assumed y/V constant). The
values of y measured in the present study clearly favor the latter
solution, which resulted in Po2 = 3.46 Mg/m3, Kpg = 88 GPa and Kos' =
3.93, in excellent agreement with the values found here despite the
different formalism used to reduce the Hugoniot data. Ironically,
subsequent work in which the seismic equation of state of Anderson
(1967, 1969) was assumed to hold (Anderson and Kanamori, 1968;

Ahrens et al., 1969a; Davies and Anderson, 1971) had tended to
favor the low-y solution of McQueen and coworkers (p02 = 3,53 Mg/m3,
KOs

In the present study, no solution could be found using Equations 2 and

= 112 GPa), resulting in values of 02 between 3.57 and 3.71 Mg/m3.

4 which fit the data and which was consistent with either form of the
seismic equation of state (Anderson, 1967, 1969); it is worth noting
that the seismic parameter and density of anorthite are not consistent
with the seismic equation of state at zero pressure.

The present results (using Equation 6) are shown in Figure 5, along
with the nonporous and porous Hugoniots directly determined by the

data. A metastable Hugoniot for anorthite (centered on P02 = 3.4 Mg/m3)
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can be derived by rearranging Equation 4, with Po1 = Po2 and AEtr = 0.
It is shown in Figure 5 along with a Hugoniot caleulated for 10%
initially porous anorthite, which is derived from Equations 1 and
2, as can be done for Hugoniots corresponding to arbitrary porosities.
The bulk moduli along the adiabat, metastable Hugoniot and calculated,
porous Hugoniot(s) then follow directly from the theory of finite

strains (Birch, 1938, 1947; Davies, 1973), or, for the Hugoniots, from

Equation 3; the results are displayed in Figure 4 (the calculated, porous

Hugoniot results are left off for clarity).

In order to derive the temperatures along the compression curves
shown in Figure 5, a model for the specific heat at constant volume
(Cv) must be constructed, except for the case of the adiabat along which

the temperature is completely determined by the Griineisen parameter:

Ts (o) = Tog exp Y0¥ ()
n

where y(p) is given by Equation 2: Yo = 2,20, n = 1.66, and Tyg = 300K.

The temperature along any compression curve (e.g., a Hugoniot) can be

calculated from:

<}

P dP'
T(P,p) = T (p) + f Yo (8)
P

subscript s indicates evaluatedsalong the principal adiabat and P' is a
dummy variable. In order to solve Equation 8, a simple, Debye-Griineisen
model is used to evaluate the specific heat, as has commonly been done
in previous studies (e.g., Ahrens et al., 1969b; McQueen et al., 1970).
A (high-temperature) value of the Debye temperature 61m1000K was found

from the zero-pressure specific heat data of anorthite (Robie et al.,

L
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1978), however this mwust be renormalized to the high-pressure state

centered at o, = 3.4 Mg/mB. According to Debye theory, the characteristic

02
temperature is proportional to both a mean sound velocity and density,
however because the mean velocity of the high-pressure state is unknown

(and velocity systematics apparently do not satisfy the data) the

following relation was used (see Anderson et al., 1968, for example):
6y ~ By ( y1/3 = 1075x )
2 v %1 Po2/P01

In Equation 9, the mean velocity is assumed constant in going to the
high~pressure state and only the density jump is accounted for. This
is a rough appfoximation, but the approximations used here mainly affect
the computed results at temperatures less than 6: about 1100 to 2200K
for pressures up to 120 GPa. Note that the Debye temperature depends
on volume according to a relation analogous to Equation 7. Because
the temperature along the adiabat is given independently, only the
temperature along the metastable Hugoniot below about 80 GPa 1s likely
to be seriously affected either by the use of the Debye~Grineisen
model or by the choice of 6,. We note that higher than zeroth order
anharmonic contributions to the specific heat, such as the linear ~-T
term (e.g., Wallace, 1972), are ignored although they may alter the
specific heat somewhat at high temparatures. The overall effect is
not likely to be very significant, however, particularly because the
higher order anharmonicity is expected to decrease rapidly upon
compression (Zharkov and Kalinin, 1971).

The temperatures calculated in this fashion are shown in Figure 6.

The largest uncertainties arise from uncertainties in AE, ., followed

.
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by uncertainties in the principal adiabat of Figure 5. This might
be expected since a change in AE, . from 200 to 300 kJ/mol involves
a temperature change 6T % GE/Cv "~ %ng A~ 300K at a given density, and

AE. . is not very well constrained.

t
The calculated temperatures also allow isotherms to be found for
the high-temperature, high-pressure bulk modulus data in Figure 4.
Given the uncertainties and extrapolations involved these isotherms
must be considered somewhat schematic, but it is interesting to note
the change in pressure derivative of the bulk modulus with temperature
and also the relative insensitivity of the bulk modulus to temperature
at high pressures and moderately low temperatures. For example at
100 GPa, | (EEQ)P | apparently increases from about 6 x 10~3 gpa x1

aT
at 4000K to about 30 x 10-3 cPa K1 at 7000 K, a value typical of the
region of broadly spaced isotherms between the porous and nonporous
Hugoniot curves in Figure 4. This range of values is also compatible
with the low pressure data summarized by Anderson et al. (1968).

The coefficient of thermal expansion is given by

- YC ]
a = yc, (VK - y?1c )"} = ;]—-ES (10)

in which the specific heat at constant pressure (Cp) s distinguished
from C,. Equation 10 can be solved as a function of pressure and
temperature from the present results on anorthite, as shown in Figure 7
in which both isobars and isochores are displayed. For comparison,

the zero-pressure data for anorthite and the high-pressure Debye
temperature are also shown., At temperatures below 6, the values of o

in Figure 7 are subject to errors due to the possible inadequacies
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of the specific heat model used. However, th: thermal expansion must
vanish as the temperature goes to zero and the general features of
Figure 7 are not strongly model-dependent,

Although the zero-pressure thermal expansion of anorthite is
subject to some uncertainty, it is significantly lower than the low-
pressure thermal expansions derived from the "high pressure phase"
Hugoniot data (Figure 7). As with the Gruneisen parameter, the
thermal expansion of anorthite increases considerably upon compression
to the high-pressure state (po = 3,40 Mg/m3), whence it decreases
with‘increasing pressure. Again, this can be viewed in terms of
anharmonic effects increasing sharply at a pressure-induced phase
transformation, whereas pressure decreases both y and o for a given
phase. This decrease of thermal expansion with compression can be

approximately related to the bulk modulus isotherms in Figure 4 since

- oK - 9K
(ﬁ%) - T2 <____> n Ks2 __Ji) (KT is the isothermal bulk modulus).
oF /i T T | p

At high temperatures (T > 68) a increases with temperature,
particularly at low pressures, This is due to both zeroth and first-
order anharmonic effects which are approximately of equal importance
in increasing a: the former through Cp = (l+u(T)Cv, while the latter
derive from the decrease in the bulk modulus with temperature. It is
important to note that tﬁese anharmonic contributions decrease more
rapidly with pressure than does the zeroth order effect embodied in

the thermal expansion itself. Hence at pressures above 80-100 GPa,

o attains a "saturated", high-temperature value above the Debye temperature

In this "saturated”" regime, the calculated values of the thermal

expansion are virtually model-independent since the Dulong-Petit value
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of Cy provides a good approximation for Cp and all other variables

in Equation 10 are experimentally constrained (cf. Jeanloz, 1979a).
Furthermore, the relative decrease in importance of higher order
anharmonic contributions relative to the lower-order (e.g., strictly
quasi~harmonic) effects provides additional justification for the simple,
Debye-Griineisen model which was used for Cy. From the present data,

the second CGriineisen parameter (e.g., Anderson et al., 1968)

g = aKs(;§§)P appears to be relatively independent of temperature at
high pressures and températures, as expected. Unfortunately, §g is

not very well constrained (65 ~ 2.2 # 1.2), however it can be evaluated
over many tens of GPa and thousands of degrees, and its approximate
constancy lends further support to the assumed temperature independence

of y (Anderson et al., 1968).

DISCUSSION

Much of the preceding analysis depends on the inference that
anorthite undergoes, in some sense, a phase transformation under shock-
loading to pressures above about 10.3 GPa. Although previous analyses
have assumed this to be the case (e.g., McQueen et al., 1967; Anderson
and Kanamori, 1968; Ahrens et al., 196%9a, Davies and Anderson, 1971),
there is a considerable doubt that polymorphic transformation occurs
under shock in a fashion directly analogous to the phase transformations
achieved under static conditions. Because of kinetic limitations, it
is quite likely that highly nonequilibrium states are measured in these
shock experiments.

One indication of such difficulties arises from a comparison of
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the present reduction of the Hugoniot data on anorthite in the "high-
pressure phase' regime with the densities of predicted high-pressure
phases or assemblages given in Table 5. As shown in Figure 5, the
zero-pressure densities of these candidate high-pressure phases are
considerably higher than is found from the reduced Hugoniot data.
Although neither the hollandite phase nor the mixed-oxide assemblage
have been documented for anorthite, both the calcium ferrite- and

sodium titanate-bearing assemblages have been synthesized in calcium~
aluminum-silicate systems (Reid and Ringwood, 1969; Liu, 1978b) and Liu
(1978a) has found Na-plagioclase in the hollandite structure. Previous
reductions of the Hugoniot data had allowed higher zero-pressure densities
than are found here. However, the new data on the Griineisen parameter
preclude such solutions and, as discussed above, the use of the seismic
equation of state in those studies appears to be unwarranted. Regardless
of other assumptions, no solutions could be found to Equations 2, 4

and 5 which fit the data with pg, larger than about 3.80 (+0.10) Mg/m3.
In fact, the best fits to the present data resulted from allowing

P2 < 3.0 Mg/m3 and AE, . = 0, however yielding seemingly unphysical
values of KOs (typically less than 50 GPa). These results suggest that
anorthite along the Hugoniot is not transformed to an equilibrium
high-pressure polymorph, particularly since less than 30 GPa pressure

has been required to find the assemblages listed in Table 5. A recent
study by Jeanloz (1979b) finds little evidence for the transformation

of (nonporous) silicates in Hugonlot experiments either from observations
on shocked olivine samples or from theoretical considerations; and

anorthite may provide the first clear case of a silicate achieving
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significantly more effective packing under static as compared to
dynamic loading.

On the other hand, it is not certain that the results of static high-
pressure experiments can be so directly compared with the shock-wave
data since the temperatures achieved in the former (~1000-1500K) are for
the most part considerably less than the temperatures achieved along the
Hugoniat. More important, though, is the fact that strict equilibrium
on a microstructural state need not be required for the kind of analysis
presented here. As illustrated above for the case of melting, large
energy differences are involved in this analysis such that rather
substantial deviations from equilibrium values are not likely to be
noted in the Hugoniot data. Furthermore, the evidence for a density
increase of about 20% above 10 GPa, as well as the release adiabats
of non-porous anorthite, are all indicative of the behavior of a high~
pressure phase. As discussed by Jeanloz (1979b), despite the Hugoniot
possibly not representing equilibrium states, the properties measured
under shock appear to bg very close to their equilibrium values.

There are two problems which must be specifically addressed in this
context. Although values of total energy are reasonably well constrained
in this analysis, the partitioning of energy may not be. In particular,
the amount of thermal energy present, and hence the calculated temperatures,
depend on the estimated value of AEcr: if anorthite undergoes no manner
of phase transformation under shock AE¢, = 0. Jeanloz (1979b) used
this fact and measured Hugoniot temperatures to argue that some form
of (non-equilibrium) transformation apparently occurs in silicates under

shock, Similarly, if melting occurs in the anorthite samples this would
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not affect the bulk thermal or compressional properties severely, but

it could change the calculated temperatures dramatically, lowering them
(at a given pressure) by possibly 1O3K. Since the zero-pressure melting
temperature of anorthite is 1830K, a simple scaling argument suggests
that melting may occur at about 70-90 GPa on the nonporous Hugoniot or
about 40-60 GPa along the porous Hugoniot. This ambiguity can, however
ge directly resolved by way of shock-temperature measurements or by
determinations of the shear modulus along the Hugoniot., Higher order
effects associated with melting, such as discussed by Grover (1971),

are not likely to change the values of properties calculated here by
ﬁore than 15~20% even at the highest temperatures shown in Figure 6;
given the important decrease in higher—order anharmonicities with pressure
this is likely to be an overly conservative estimate.

The second question is whether the phase(s) along the "high-pressure
phase'" Hugoniot evolve continuously with increasing pressure, as might
particularly be expected if these are in highly nonequilibrium states.
This is equivalent to considering all of the data presented herc as being
in a "mixed-phase" regime despite the break in the Us-up relation documented
in Figure 2 (cf. McQueen et al., 1967, for example). Some question
has, in fact, been raised for other silicates (Jeanloz and Ahrens, 1977;
Jackson and Ahrens, 1979) about stability in the 'high-pressure phase’
regime: some evidence