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GEOPHYSICS

Ultrafast x-ray detection of low-spin iron in molten
silicate under deep planetary interior conditions
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The spin state of Fe can alter the key physical properties of silicate melts, affecting the early differentiation and
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the dynamic stability of the melts in the deep rocky planets. The low-spin state of Fe can increase the affinity of
Fe for the melt over the solid phases and the electrical conductivity of melt at high pressures. However, the spin
state of Fe has never been measured in dense silicate melts due to experimental challenges. We report detection
of dominantly low-spin Fe in dynamically compressed olivine melt at 150 to 256 gigapascals and 3000 to 6000
kelvin using laser-driven shock wave compression combined with femtosecond x-ray diffraction and x-ray emis-
sion spectroscopy using an x-ray free electron laser. The observation of dominantly low-spin Fe supports grav-
itationally stable melt in the deep mantle and generation of a dynamo from the silicate melt portion of

rocky planets.

INTRODUCTION

Early Earth was likely subject to highly energetic impacts. The heat
energy released from the impacts was likely sufficient to induce
global melting events and sustained a silicate magma ocean hun-
dreds of kilometers deep (I). Molten silicates and Fe alloys in the
magma ocean were then separated by their density difference,
leading to the formation of the Fe-rich core. Crystallization of the
magma ocean may have begun soon after the Moon-forming giant
impact event and may have formed large-scale chemical structures
in the mantle some of which may have survived up to now (2, 3).
Such primordial structures may be responsible for the geochemical
signatures measured in ocean island basalts and some of the seismic
structures found in the deep mantle, such as large-low shear velocity
provinces and ultralow velocity zones (4). Their chemical composi-
tion and spatial extension are intrinsically controlled by magma
ocean properties and dynamics (5, 6).

One of the key parameters for modeling magma ocean dynamics
is the density contrast between coexisting solid and molten silicates
(5). Atlow pressures (or shallow depths), silicate melts have a larger
molar volume compared to solid silicates of similar composition.
Because of the higher compressibility of silicate melts, the volume
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difference between solid and molten silicates becomes smaller at
higher pressure (7). However, theoretical studies indicate that the
higher compressibility of a melt with mantle-relevant composition
cannot alone induce density crossover such that the melt becomes
denser than the solid within the mantle (8). Instead, the density
contrast is mainly controlled by the Fe partitioning between solid
and molten silicates under the pressure-temperature conditions ex-
pected for the deep magma ocean. An earlier experiment reported a
sharp transition from high-spin (HS) to low-spin (LS) Fe at 70 GPa
in cold-compressed silicate glass (9). The similarity between the
pressure where the spin transition of Fe in silicate glass is observed,
and the pressure where Fe partitions strongly into the partial melt of
pyrolite over coexisting bridgmanite (9, 10) suggests a possible link
between these two processes (9), because a smaller ionic size of LS
Fe compared to HS Fe can result in more compact packing of atoms
and as a result of an energetically more favorable state at high pres-
sures (11). Therefore, if silicate melt can accommodate more LS Fe
compared to the solid, Fe may preferentially partition into the liquid
phase. Recent ab initio calculations for (Mg, Fe)O indeed support
the link between the partitioning behavior and the spin state of Fe
(12). In addition, the spin behavior is essential for modeling the
physical properties of Fe-bearing silicate melts, such as elastic prop-
erties and electrical conductivity (13).

More recent experiments on cold-compressed glasses with
similar compositions, however, have reported a much more
gradual transition from HS to LS Fe (14, 15). Furthermore, unlike
the earlier study (9), the recent studies have shown that a substantial
fraction of Fe remains HS (35 to 100%) in silicate glasses even at the
pressures expected for the core-mantle boundary (CMB). It is im-
portant to note that using cold-compressed glasses as analogs for
melts has important potential limitations. While the long-range
structural behavior between glasses and melts may be similar (16),
it is important to note that the spin state of Fe is mainly controlled
by the interaction with nearby oxygen ligands, and therefore, the
local environment is key for the transition (17). In the case of
cold compression at 300 K, the glass structure may not be fully

10f8

original U.S. Government

€20T b1 JOQUIDAON UO AJISIOAIU() PIOJUBIS & S10°00UdI0s MMmm//:sdny woly papeojumo



SCIENCE ADVANCES | RESEARCH ARTICLE

relaxed, and therefore, the local environments may be different
from those expected for melts, especially at higher pressures. There-
fore, it is important to conduct direct measurements for silicate
melts at high pressures.

Ab initio calculations (5, 12, 18) have found that the population
of LS Fe in melts increases continuously over a large pressure range
and becomes dominant at the pressure conditions of the Earth’s
CMB, which is different from the experimental observations for
cold-compressed glass (9, 14, 15). However, theoretical simulations
on the Fe spin state in melts are challenging under extreme condi-
tions due to the diverse coordination environments expected in
melt structures and the large thermal effects. Modeling spin order-
ing of Fe in oxides is expensive and requires different approxima-
tions on the exchange-correlation evolution in pressure and
temperature (19). Therefore, the spin state of Fe in silicate melt at
high pressure-temperature remains uncertain (20, 21).

Despite the importance of determining Fe spin state in silicate
melts at high pressures, direct experimental measurements have
been extremely challenging. In static compression experiments,
the silicate sample needs to be sustained in a molten state at the si-
multaneous high pressure and temperature conditions existing deep
in the mantle for a sufficiently long time to collect the weak Fe Kp; 5
emission spectra from the ~107"'- to 107""-cm’ sample volume.
Laser heating can raise the temperature of silicate samples above
melting, but the heating is localized to a small portion of the
sample and can introduce severe chemical inhomogeneity (partic-
ularly in the case of Fe) along thermal gradients if the high temper-
ature needs to be maintained for more than a few seconds (22). Even
at the third-generation synchrotron facilities, the collection of an Fe
Kp, 3 emission spectrum under these conditions can require several
hours for the low Fe systems relevant for the mantles of
rocky planets.

Here, we report the direct experimental measurements of the
spin state of Fe in a silicate melt of San Carlos olivine composition
at pressures more than 150 GPa and temperatures more than 3000 K
obtained by combining laser-driven shock compression and ultra-
fast x-ray diffraction (XRD) and emission spectroscopy (XES) from
an x-ray free electron laser (XFEL) (23). The starting material was
olivine from San Carlos, Arizona, with a measured composition of
(Mgo.ssFeo.12)2510, (see Materials and Methods and table S1). Ex-
periments were performed at the Matter in Extreme Conditions
(MEC) end-station of the Linac Coherent Light Source, SLAC (Stan-
ford Linear Accelerator Center) National Accelerator Laboratory.
High pressure and temperature conditions in the olivine samples
were obtained using laser-driven dynamic compression. We used
the MEC long pulse (t =~ 10 ns) high-energy (E; up to 60 J at Ay
= 527 nm) laser beam focused (~150-pm smoothed focal spot) on
the target to reach intensities of a few 10> W/cm * and generate a
compression shock wave. Optical velocity interferometers were
used to monitor shock propagation and infer the thermodynamic
state of the compressed sample (fig. S1). A ~50-fs single x-ray
pulse from the XFEL (50-pm spot diameter) was used to probe
the compressed sample. XRD and XES were simultaneously collect-
ed; see schematic illustration of the experimental setup that is pre-
sented in Fig. 1.
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RESULTS

Our XRD patterns of shocked olivine show similar features to those
found in previous works on diverse shock-compressed silicates (16,
24, 25). As in those previous studies, at low pressures (up to ~60
GPa), we observed crystalline structures from compressed olivine
and its high-pressure polymorphs. As pressure increases, the ap-
pearance of two broad scattering contributions around 27 and 35
nm~' (Q, and Q, in Fig. 2, A and B) reveals the amorphization of
the crystalline sample before melting, similar to the observations for
enstatite and forsterite (24, 25). With increasing compression, these
peaks shift to higher diffraction angles (or higher momentum trans-
fer, Q in nm™") and Q, gains intensity, eventually becoming more
intense than Q;. Cold compression studies of silicate glasses (16, 26)
showed that the high-pressure behaviors of Q; and Q, are related to
a structural change from four- to sixfold coordinated Si. Moreover,
recent work (16) reported the same Q;-Q, trends with density for
cold-compressed silicate glasses and shock-compressed silicate
glasses and melts, suggesting that the major pressure-induced trans-
formations are very similar between these two systems. The Q; and
Q, positions of our olivine shots compared to forsterite (25) or
MgSiO; glass (24) as a function of compression rate (p/po, where
p and p, are densities at high pressures and at 1 bar, respectively)
show similar trends, considering both thermal effects and different
initial densities (see Materials and Methods and fig. S2). The disor-
dered olivine structure measured here under shock compression
follows the same, universal Q;-Q, trend as a range of different
Mg-bearing amorphous and liquid silicates (fig. S3). The remark-
able agreement between our data and both statically and dynami-
cally compressed silicates found in literature is consistent with the
assumption that the intermediate range structures of glasses and
melts behave similarly with pressure (26).

Pressures for the majority of our olivine data estimated from
optical measurements (see Materials and Methods for more
details) lie above the intersection of the olivine Hugoniot with its
melting curve, around 150 GPa (Fig. 3) (27). In the pressure
range corresponding to liquid state studied here (150 to 256 GPa),
we estimated a temperature range between 4000 and 6000 K follow-
ing the previous studies performed using a combination of multiple
techniques (fig. S5) (27, 28).

The XES measured simultaneously with XRD during dynamic
compression shows a systematic shift of the KB, ; peak to a lower
energy and a decrease in the intensity of the satellite peak at 7045
eV (KP'). Even when the signal-to-noise ratios are relatively low
(Fig. 2, D and E), the strong red shift of the main line identifies
the transition to LS unambiguously. This finding is clear evidence
of an increase in the Fe LS population with increasing pressure
along the Hugoniot (Fig. 2) (17).

The XES data are processed using the integrated absolute differ-
ence (IAD) method (29). The shift of the main peak indicates a large
decrease in the spin moment in the pressure range (Fig. 2). A spec-
trum processed with the integrated relative difference (IRD)
method (15) reveals a near absence of satellite peak intensity at
the pressures above the intersection between the melting curve
and olivine Hugoniot (see fig. S4). Regardless of the XES processing
method (IAD or IRD), data support almost complete transition to
LS Fe for olivine melt at pressures above 150 to 256 GPa, which is the
peak pressure of this study. For the conversion of the data to a total
spin momentum, it is necessary to know the spectrum for LS Fe in
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Fig. 1. Schematic diagram of the experimental setup showing the pulsed x-
ray beam from the XFEL probing the sample targets during the laser-gener-
ated shock compression. The x-ray (yellow) arrival time was adjusted relative to
the optical laser pump (green) to probe the sample at peak compression. Three
diagnostics/techniques were used concomitantly for each single x-ray pulse: The
Fe KB XES spectrum was collected using a dispersive multicrystal XES emission
spectrometer (45) to extract information about the spin state of Fe (top left
inset), the XRD pattern in the forward scattering direction provides structural in-
formation (bottom right inset), and the velocity interferometer system for any
reflector (VISAR) data were also collected to obtain the shocked sample thermo-
dynamic state (top right inset).

olivine melt, which is unknown. If we consider the LS IAD values
from the pyroxene glass dataset (14), then we can estimate that more
than 70% of Fe should be LS for olivine melt at pressures above 150
GPa (Fig. 3).

DISCUSSION

By combining an extremely bright femtosecond XFEL beam with
dynamic compression, we have successfully measured the spin
state of Fe in olivine melt at deep mantle pressures and tempera-
tures. Simultaneously, we measured XRD of the shocked olivine
melt, providing an unprecedented view on the atomic-scale struc-
ture of silicate melt: from the few angstrom scale of next neighbor
interactions between atoms from XES to the few hundred-nanome-
ter scale structural information from XRD. The XES measurement
provides the first direct experimental evidence for predominant LS
Fe in a dense silicate melt and demonstrates the importance of in
situ measurements at both high pressure and high temperature.
While the simultaneously measured XRD indicates the long-range
ordering of the silicate melt remains similar to cold-compressed
glasses, XES reveals a very different picture: Structural relaxation
at the short-range level enables conversion of the spin state of Fe
to a LS configuration at high pressure and high temperature in sil-
icate melt, which is not the case for cold-compressed glasses. First-
principles studies have suggested 80 to 90% of Fe in LS at 4000 K and
140 GPa for pyroxene melt (8) and a complete transition to LS at 140
GPa and 4000 K for pyrolitic melt (5). Therefore, our results on
olivine melt with predominantly LS Fe at 150 GPa are in general
agreement with these theoretical predictions, providing direct
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experimental confirmation of the results from first-principles
calculations.

The existence of a predominantly LS state of Fe in silicate melts
demonstrated in this study has important implications for rocky
planets (Fig. 4). Compilation of existing data on pyrolitic composi-
tions shows that Fe partitioning to liquid increases between 20 and
100 GPa and then becomes nearly constant at pressures above 120
GPa (20). This observation is compatible with our observation of
nearly complete LS state for Fe in silicate liquids at pressures
between 150 and 256 GPa. In (Mg,Fe)O, an ab initio study (12)
found that while more Fe partitions into the oxide melt over the
entire pressure range expected for the Earth’s mantle, the HS-to-
LS transition in the solid phase reduces the amount of Fe parti-
tioned into the oxide melt. The result strongly indicates that Fe pref-
erentially partitions into the phase, which can offer a local structure
more favorable for LS Fe. Therefore, the dominant LS spin state of
Fe in silicate melt shown in this study at the pressures above 150 GPa
will lead to enhance Fe partitioning into silicate melt.

Although the exact value for the Fe partition coefficient is under
debate (10, 30, 31), all the existing data indicate that Fe preferentially
partitions into silicate melt over solid. Furthermore, even when the
weakest Fe partitioning to melt value (31) is used, the density of the
silicate melt still remains higher than coexisting solids in a crystal-
lizing magma ocean (5). Therefore, combined with these results,
our measurements of predominant LS Fe in liquid silicates at pres-
sures above 150 GPa support gravitationally stable silicate melt in
the deep interiors of Earth-size and larger rocky planets.

Some models have suggested that an early magma ocean may
have suppressed dynamo generation from the Earth's core but
also generated one within itself, because of elevated electrical con-
ductivity promoted by Fe in the silicate melt (6, 32). A recent density
functional theory study showed that Fe being LS would further in-
crease electrical conductivity, assisting dynamo generation in a
basal magma ocean in early Earth (13). The presence of highly con-
ductive molten silicates at the base of the mantle may also have im-
portant implications for other rocky planets. For example, a recent
model proposed that a basal magma ocean might have existed in
Venus for a much longer period than Earth because of the higher
internal temperatures expected for Venus (33). The model hypoth-
esized that a dynamo could be generated solely from a Venusian
basal magma ocean.

Much larger versions than our solar system rocky planets exist,
super-Earths, most of which lie within 1 to 1.6 Earth radius, R(E), in
the current exoplanet database (Fig. 4). For a ~1.2 R(E) planet with
Earth-like core mass fraction and composition, the pressure at the
CMB is expected to reach ~280 GPa, which is the maximum pres-
sure achieved in our experiments (see Materials and Methods). As-
suming that LS Fe begins to be the dominant component above 75
to 100 GPa [pressure inferred from the Fe partitioning behavior
change found in silicate melt (9, 10, 20)], a ~1.2 R(E) super-Earth
could have LS Fe present in the bottom 60% of its silicate magma
ocean. Therefore, LS Fe could also be the prevailing electronic con-
figuration of Fe in the deep interiors of super-Earths up to 1.2 R(E).
The magma oceans of the many super-Earths may have a diverse
range of Mg/Si ratios, FeO content, and heat producing element
concentration, which could affect the LS Fe magma in Fig. 4.
However, the main purpose of Fig. 4 is to demonstrate the effects
of size (or internal pressure) on the spin state of Fe in silicate melt.
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Fig. 2. X-ray emission spectra and XRD images for San Carlos olivine under shock compression. (A) 86 GPa, (B) 173 GPa, (C) 203 GPa, (D) 203 GPa, and (E) 256 GPa (see run
table in table S1). The Fe KB XES signal was measured before (black) and during (red) the laser-induced shock. Differences between these two spectra are shown in solid
red. A decrease in spin moment results in larger differences (an intense decrease in the low-energy satellite peak and a position shift of the main peak to lower energy).
The two broad peaks in the XRD patterns (Q; and Q,) are from the amorphized samples. The gap in the image is from the spacing between CSPADs (Cornell-SLAC Pixel

Array Detectors), and the bright spots are from LiF single crystals.
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Fig. 3. Estimated spin moment for shocked olivine melt. The estimated IAD
values for LS Fe are shown in the yellow area. From previous dynamic compression
experiments, the Hugoniot of olivine crosses the melting line at ~150 GPa (see fig.
S5) (27). The light and dark pink areas indicate the onset of melting and the
melting regime along the olivine Hugoniot, respectively. The IAD values measured
for a statically compressed (Mgg gFeo.2)SiOs glass (gPx, black line) are shown for
comparison (74).

There are no data on Fe partitioning between silicate melt and
coexisting solids at pressures above 150 GPa. If the spin state of
Fe is the main factor for the Fe partitioning as discussed above,
then our data combined with existing studies on spin state of Fe
in silicates allow us to make predictions for the pressure range im-
portant for larger rocky planets. Existing computational results
suggest that MgSiO; postperovskite would remain stable up to
~600 GPa (34), which is expected for the CMB pressure of a ~1.5
R(E) planet. (Mg,Fe)O could maintain a NaCl-like structure with LS
Fe or a CsCl-like structure with intermediate spin Fe (intermediate
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spin) up to that pressure (35). As the coordination environment
plays a key role in determining the spin state of Fe, the stability of
postperovskite may lead to the spin state of Fe in solid phases being
mixed spin (i.e., LS Fe in Fp and HS + LS Fe in postperovskite) (36).

If LS Fe continues to be more stable in silicate melt at higher
pressures, then Fe could continue to partition into silicate melts
in the deep interiors of larger super-Earths. However, future inves-
tigation of the properties of Fe in silicate melts at greater pressures is
needed. Beyond ~1.5 R(E), the peak pressures in the mantle reach
more than 600 GPa, where computational studies have predicted the
appearance of Mg,SiO, and MgSi,Os phases, possibly eliminating
Fp from the mineralogy if the mantle composition is Earth-like,
Mg/Si >1 (34). However, the spin state of Fe in these phases is
unknown. Potential mineralogy changes, such as this, raise an in-
triguing possibility that Fe partitioning and density contrast
between silicate melt and solids could be size dependent among
rocky planets. This size dependence is clearer for Mars-size
smaller rocky planets where Fe in melt likely remains HS for the
entire pressure range of the expected magma ocean, and therefore,
silicate melt may not have the necessary properties to form a basal
magma ocean.

This study demonstrates that combined femtosecond XES and
XRD using an XFEL on dynamically compressed planetary materi-
als opens up opportunities to understand atomic-scale processes oc-
curring under extreme pressure-temperature conditions inside the
Earth and super-Earth—sized rocky planets. This development is
also timely given ongoing and upcoming missions for some of
these worlds, such as InSight for Mars, DAVINCI, VERITAS, and
EnVision for Venus, and the James Webb Space telescope for exo-
rocky planets. Key areas to further advance our knowledge of
magma oceans of rocky planets include (i) determining pressure-
dependent changes in the Fe spin state of silicate melts at low

40f 8

€20T b1 JOQUIDAON UO AJISIOAIU() PIOJUBIS & S10°00UdI0s MMmm//:sdny woly papeojumo



SCIENCE ADVANCES | RESEARCH ARTICLE

140

120

100

60 [

Number of planets

40

100
Super-Earths

0.6

1

80

60

Vol % of silicate melt with LS Fe

(]
== 40
=
©
i
o
2= 20
2 E
=
=)
1.3 1.8 .

Planet size (Earth radii)

Fig. 4. Implications for a range of rocky planets in the solar system (Mars, Venus, and Earth) and exoplanetary systems. The histogram shows the size distribution
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by the orange arrow in the histogram. Assuming 75 GPa for the point where LS Fe begins to dominate in silicate melt (9) and Earth-like core mass fraction and mantle
composition, we estimate the volume percentage of melt with LS Fe if a rocky planet experienced complete melting of its mantle (purple curve).

pressures, which can further clarify the impact of the Fe spin tran-
sition on the density contrast between melt and solid; (ii) determin-
ing temperature-dependent changes in the Fe spin state of silicate
melts, which can be important for modeling planets with different
thermal histories; (iii) direct measurements of melt density during
dynamic compression; and (iv) exploring the impact of Fe spin tran-
sition on the transport properties of silicate melts, which can be im-
portant for the dynamic evolution of basal magma oceans. Such
future investigations can provide key information for understand-
ing the diverse evolution paths found in a range of rocky planets in
our solar system (Mercury, Mars, Venus, and Earth) and exoplan-
etary systems.

MATERIALS AND METHODS

Shock target preparation

The starting material was olivine from San Carlos, Arizona. We
confirmed the composition of the sample, (Mg ssFeq.12)25104,
using an electron probe microanalyzer at the Arizona State Univer-
sity. The sample was also examined with Raman spectroscopy for
possible inclusions of other minerals. From the screening, we select-
ed pure olivine mineral grains for shock target preparation. The
olivine samples were cut into 2 mm-by-2 mm-size platelets and
double-sided parallel polished down to thicknesses of 30 to 60
um, with each sample being individually measured afterward for
each target (see the next section for more details). A 50-um-thick
polystyrene or kapton plastic ablator was glued to the optical laser
drive side of the sample. The glue layer thickness was measured for
each target across the sample at 2.2 + 1.3 um. This plastic layer
served to smooth out the shock front and improve spatial uniformi-
ty during compression. An additional 0.3-um Al layer was coated on
the plastic ablator on the drive side to prevent shine through of the
drive laser. The samples were coated with a 2.7-pm Al to enable
higher reflectivity for a velocimetry diagnostic, a velocity interfer-
ometer system for any reflector (VISAR). An additional Al-coated
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lithium fluoride (LiF) platelet window (0.15 pum) was glued on some
samples to monitor the sample/window interface velocity.

Estimation of thermodynamic state for shock-

compressed samples

The thermodynamic state of the shock-compressed olivine samples
was retrieved from VISAR interferometry and the known San
Carlos olivine Hugoniot (28, 37). We have two approaches for de-
termining pressure: approach 1: for the highest pressure states
(above the melting curve), we rely on transit time (i.e., determina-
tion of shock breakout in the VISAR and uncertainty in that tem-
poral measurement from the fidelity of the VISAR camera) and the
careful metrology of each sample (i.e., we measure the individual
thickness of each sample, the glue layer and Kapton, and factor in
the uncertainty in this thickness); and approach 2: for lower pres-
sures (below melting), the free surface velocity, U, could be mea-
sured at the rear side of the target through a fringe shift in the
interferometry pattern, with or without impedance mismatch tech-
nique applied according to presence of a LiF window. In each case,
the uncertainties are determined by SE propagation, which ac-
counts for each variable and SDs. For most of the shots reported
in this study, shock pressure is such that the initially (partially)
transparent olivine samples are turned opaque or slightly reflective
(reflectivity of a few percent, not measurable in our setup). In this
configuration, the shock transit time is used to get the mean shock
velocity, Us, knowing the target thickness (fig. S1). For each sample,
thickness and planarity have been measured before the experiment
using confocal imagery and interferometry with an accuracy of <100
nm. Measurements at different locations of the sample surface have
been collected and used for the error estimation. Knowing the target
thickness and uncertainty and measuring the breakout time of each
shot, we determine U,. The uncertainty on Uj includes error prop-
agation from the target thickness uncertainty and the breakout time
uncertainty. We then applied the previously determined equation of
state from (28) to calculate the pressure from their U -P
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relationship. The uncertainty in U was then used to determine the
pressure uncertainty. Here, the U error bars could be judged to be
relatively large—this has been done in an effort to be conservative
with the data and peak pressure, and we used these in the determi-
nation of the pressure and pressure uncertainty to capture the
maximum pressure uncertainty in the experiment. During the ex-
periment, an x-ray—only shot acquired without the shock drive laser
allowed to identify the region probed by the x-ray beam (50 pm) on
the VISAR image through a drop in reflectivity of the Al coating.
For the real shot, the target was slightly moved to a fresh spot,
and the transit time was measured in the correspondence of the
x-ray probed region, to avoid eventual effects linked to the shock
curvature.

For lower pressures (below melting), the free surface velocity, Uy,
could be measured at the target rear side through a fringe shift in the
interferometry pattern. Examples of VISAR raw data are shown in
fig. S1 for runs #84 and #219 corresponding to pressures of 103 + 20
GPa and 203 + 30 GPa, respectively. Using the approximation of Ug
= 2U,, valid at moderate pressures, we could directly infer the fluid
velocity, U,. These U, measurements were approached in two ways:
(i) as determined from free surface Uy (where reflectivity in the
sample was still maintained, typically at the lower pressures condi-
tions) and (ii) from the sample/LiF interface velocity and applying
the impedance mismatch technique to determine the U, in the
sample. In either case, the uncertainty in the U, was then included
in the pressure determination and pressure uncertainty using the
previously determined equation of state from (28). The thermody-
namic state of the shocked sample is then obtained from velocity
measurements using existing Hugoniot data (28, 37). Similarly,
the fluid velocity (U,) can be directly inferred in the targets with
LiF windows, following the sample/LiF interface velocity and apply-
ing the impedance mismatch technique. In the last two cases, a con-
sistency well within the error bars has been found for the
thermodynamic state inferred from mean shock velocity and fluid
velocity. Here, for each pressure determination approach, we track
the uncertainties accordingly: (i) the highest pressures (above melt)
depend on shock breakout times and individual thickness measure-
ments of targets and uncertainties in those thicknesses, (ii) Urat the
lower pressure range where there was not a LiF window, and (iii) U,
from impedance matching with sample to LiF. Again, in each case,
the uncertainties are determined by SE propagation, which ac-
counts for each variable and SDs, and we have carefully tracked
and propagated this through to the pressure values and pressure un-
certainties. From the shock velocity and/or the fluid velocity mea-
sured from the VISAR, we can infer the density using the known
olivine Hugoniot curve. Density values are particularly useful as
they are directly related to the Q, and the Q, peak positions (24).
We can therefore use the VISAR retrieved densities and the mea-
sured positions of Q; and Q, and compare their trends with the
data found in literature. For the comparison being pertinent when
including silicates with different initial densities, Q; and Q, are
plotted as a function of compression (fig. S3). This plot shows a
very good agreement with the existing data, both from static and
dynamic compressions, supporting our density and pressure
estimations.

Independent XRD measurements have been used to cross-check
the inferred thermodynamic conditions. In our experiment, density
estimations could not be directly extracted from XRD patterns
because of the amorphous structure and the limited accessible Q
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range, insufficient for a pair distribution function analysis. We
can instead consider the position of the broad scattering contribu-
tions, Q; and Q,, which are directly related to the density (16, 24). In
fig. S3, we show Q; and Q, extracted from our diffraction data as a
function of the shock compression, p/py, with shocked sample
density p given by the optical diagnostics coupled to the olivine Hu-
goniot from (28, 37). In the same plot, we include data from static
and dynamic compression experiments on similar silicates (MgSiO;
glass and Mg,Si0, forsterite). Data for MgSiOj; glass are taken from
(16). Density values for pressures in the static compression experi-
ment are obtained using the equation of state from (38). Shock-
compressed forsterite data are from (25) and using equation of
state from (39, 40). We chose to consider compression to account
for different initial densities in the various silicates. Our data are
well in line with the existing data, supporting our estimations for
density and pressure from optical data.

XES and XRD

KP XES spectra were measured with the XRD and VISAR at the
MEC end-station of the Linac Coherent Light Source (LCLS) simul-
taneously during the dynamic compression using quasi-monochro-
matic (0.2 to 0.5% for dE/E) x-ray pulses of ~50 fs at 9 keV. The x-
rays were focused down to a 50-pm-diameter spot by means of ber-
yllium compound refractive lenses. The x-ray spot size was smaller
than the flat compressed region and therefore avoided the detection
of pressure and temperature gradients. The XES spectra were col-
lected in a shot-by-shot mode by means of a multicrystal energy-
dispersive spectrometer using a von Hamos geometry (41). The
spectrometer consists of an array of 16 cylindrically bent crystal an-
alyzers (500-mm radius) that diffract and focus the emitted signal
onto a position-sensitive detector. The spectrometer is used at
Bragg angles close to backscattering to optimize the solid angle
per energy and the energy resolution. The angle between the inci-
dent and emitted x-rays (scattering angle) is set to 90° to minimize
the contribution of the unwanted elastic scattering from the sample
(when linearly polarized photons are used). The sample and detec-
tor are positioned on the axis of curvature of the crystal analyzers.
The vertical position of the crystal array, relative to the sample,
defines the Bragg angle and therefore the energy region of interest.
The entire array is mounted on a stage with vertical and horizontal
travel range of 40 mm, which allows the optimization of the signal
and focus on the two-dimensional (2D) detector. The curvature di-
rection of the analyzers provides focusing, whereas the perpendic-
ular direction gives the energy dispersion. For each crystal analyzer,
integration along the focusing direction of the signal on the 2D de-
tector results in an emission spectrum.

Considering (i) the x-ray attenuation length for the 9-keV in-
coming photons used in this study, (ii) the 7.1-keV Fe KB XES out-
coming photons for the Fe-bearing silicates measured here, and (iii)
the geometry of the XES measurement (with the XES outcoming
photons reaching the spectrometer at an angle of 60° in the vertical
direction from the incoming photons), our calculations show that
most of the XES signal is arising from the first 10 pm of the
sample. Given the thickness of our samples is in the 40- to 60-um
range, the effect of the x-ray arrival time does not significantly affect
the XES spectra as it is purely probing the shocked volume. This
calculation was conducted using The Center for X-Ray Optics
(CXRO) x-ray interactions with matter databases created by the
Lawrence-Berkeley National Laboratory (42).
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To estimate the spin moment from XES spectra, we calculated
the absolute values of the difference spectra (IAD) following the
method in (29). Our XES spectra measured before shock serve as
the HS standard. However, the LS standard is not available for
olivine melt. Therefore, we normalized IAD values with respect to
1-bar spectra following the method presented in (14). The decrease
in satellite peak intensity was observed regardless of the analytical
methods used, e.g., IAD method (29) or IRD method (15). To pa-
rameterize these two changes together, we integrated the differences
between during- and before-shock spectra and plotted them in
Fig. 2. The spectral changes are consistent with a decrease in spin
moment (or transition from HS configuration to LS of Fe in silicates
and oxides) (17, 29).

XRD patterns were acquired simultaneously with the XES
spectra for every x-ray pulse during dynamic compression. The x-
ray pulses used to probe the sample are described above in the XES
and XRD section. The diffraction images were obtained with
Cornell-SLAC Pixel Array Detectors (CSPADs). The detectors
were calibrated with LaBg for tilting and distance from the
sample. The data were processed using the pyFAI package (43).

Calculation of LS magma volume fraction in large

rocky planets

For Fig. 4, we calculated the mass-radius relations of Earth-like
rocky planets using the Burnman code (44). In the calculation, we
fixed the mantle-to-core mass ratio to that of the Earth. The mass-
radius relations are calculated using a two-layer model where the
bridgmanite equation of state is used for calculating the mantle
and the Fe metal equation of state is used for calculating the core.
It is well known that calculations based on such assumptions can
still reproduce Earth's radius and mass well enough for the exopla-
net data analysis. From the mass-radius relation, we then calculate
pressure profiles of super-Earths with different mass (and radius).
Difference in temperature profiles of the super-Earths is not consid-
ered here because the temperature profile would likely vary a lot
because of various factors including differences in the inventories
of heat producing elements. However, we note that the temperature
variation for the spin population is likely small compared with the
pressure range of the super-Earths: approximately a 30-GPa change
in spin transition pressure over a 3000-K temperature change (8).

Supplementary Materials
This PDF file includes:

Figs. S1to S5

Table S1
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