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The Earth’s mantle transition zone (MTZ2) is often considered an
internal reservoir for water because its major minerals wadsleyite
and ringwoodite can store several oceans of structural water.
Whether it is a hydrous layer or an empty reservoir is still under
debate. Previous studies suggested the MTZ may be saturated with
iron metal. Here we show that metallic iron reacts with hydrous
wadsleyite under the pressure and temperature conditions of the
MTZ to form iron hydride or molecular hydrogen and silicate with
less than tens of parts per million (ppm) water, implying that water
enrichment is incompatible with iron saturation in the MTZ. With the
current estimate of water flux to the MTZ, the iron metal preserved
from early Earth could transform a significant fraction of subducted
water into reduced hydrogen species, thus limiting the hydration of
silicates in the bulk MTZ. Meanwhile, the MTZ would become grad-
ually oxidized and metal depleted. As a result, water-rich region can
still exist near modern active slabs where iron metal was consumed
by reaction with subducted water. Heterogeneous water distribu-
tion resolves the apparent contradiction between the extreme water
enrichment indicated by the occurrence of hydrous ringwoodite and
ice VIl in superdeep diamonds and the relatively low water content
in bulk MTZ silicates inferred from electrical conductivity studies.

mantle transition zone | water budget | redox reaction | mantle oxidation
state | deep hydrogen cycle

Water can profoundly influence the properties and behaviors
of silicates and oxides, and thus the role of water in mantle
chemistry and dynamics has attracted extensive studies for decades.
In particular, the mantle transition zone (MTZ) has been consid-
ered a potential water reservoir with the ability to hold several
oceans of water (1), because its major phases wadsleyite and ring-
woodite can incorporate up to 2 to 3 wt % water in their structures
(2). Whether the MTZ is a hydrous layer or just an empty reservoir,
however, remains highly controversial. Current estimates of water
content in the MTZ silicates from geophysical, geochemical, and
petrological studies vary from nearly 0 to 2 wt % (3-12), whereas
regional hydration associated with subduction has been inferred
by numerous geophysical measurements (10, 13-15).

Previous studies predicted the presence of metallic iron in the
deep mantle due to disproportionation of ferrous iron (Fe**)
into iron metal (Fe") and ferric iron (Fe*") in silicates (16-19).
In the MTZ, such disproportionation may produce ~0.14 wt %
iron from majorite garnet, and smaller amounts from wadsleyite
and ringwoodite (18, 20). Native iron and iron alloy in some
superdeep diamonds were interpreted as possible evidences for a
reduced MTZ (21, 22). On the other hand, iron metal was found
to react with water or hydrous melt to form oxide and hydride (23—
26), suggesting that metal saturation may be incompatible with a
hydrous MTZ. It is unknown, however, if iron can react directly
with the structural water in nominally anhydrous minerals such as
hydrous wadsleyite and hydrous ringwoodite. Here, we conduct
high-pressure and -temperature experiments to investigate the
stability of hydrous wadsleyite in the presence of iron metal and
explore the implications for the oxidation state as well as the
concentration and distribution of hydrogen in the MTZ.
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Results

Experiments were conducted at 15 GPa and 1,400 °C using
multianvil apparatus (MA), corresponding to the conditions in
the upper part of the MTZ (27) (SI Appendix, Table S1 and Fig.
S1). Reaction between iron and synthetic iron-free hydrous
wadsleyite (SI Appendix, Fig. S2) produced wadsleyite and ring-
woodite (Mg,Fe),SiOy, a small amount of ferropericlase (Mg,Fe)
O, iron spheres, and iron-rich domains with the texture of partial
melt (Fig. 1 A and B). Similar products were observed in com-
parison experiments which started with free water, iron, and
Mg,SiOy (SI Appendix, Figs. S3-S5). The reaction between iron
and hydrous wadsleyite can be described as

(2+x)Fe + Mg, H, SiO, = Mg,_, Fe, SiO, + 2FeH,. [1]

(Mg,Fe),SiO, nearest the iron foil was transformed from wadsleyite
into ringwoodite due to iron enrichment (28). The small iron
spheres in the reaction zone are inferred as the decomposition
products of molten FeH droplets. (Mg,Fe)O and hydrous melt
are not direct products in reaction 1 and their formations are
possibly due to moisture and temperature uncertainties in the
experiments (SI Appendix, Text S1).

Fourier-transform infrared (FTIR) line scans were performed
on the experimental products to evaluate the distribution of
water content (Fig. 1C and SI Appendix, Fig. S6). The spectrum
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Back-scattered electron (BSE) image and FTIR spectra of the quenched products from experiment M072816 where iron and hydrous wadsleyite equili-

brated at 15 GPa and 1,400 °C for 2 h. (A) A reaction zone (light gray) composed of mainly (Mg,Fe),SiO4 formed between iron (white) and wadsleyite Mg,SiO,4
(dark gray). (B) An area in the reaction zone (yellow dashed box) containing Fe spheres (white), which are interpreted as the decomposition products of molten
FeH, droplets. (C) FTIR absorption spectra along the line scans of the run products in comparison with the hydrous wadsleyite starting material (line 1 in Fig. 1A). A
10-fold reduction was applied to the intensity of starting hydrous wadsleyite which contains ~0.90 wt % water (dashed gray line) (29). Near the iron foil (15 and
30 pm), the spectra showed almost no detectable OH™ bands, corresponding to less than tens of ppm water. Slightly away from iron foil (45 pm), several OH™
bands appeared which correspond to hydrous phases and fluid preserved from reaction due to limited diffusion. Away from the reaction zone (75 and 225 pm),
the OH™ signal disappeared again. The original spectra without background treatment and the spectra of line scan 2 are found in S/ Appendix, Fig. S6.

nearest the iron foil showed almost no OH™ band, indicating the
reaction dehydrated the wadsleyite with ~0.90 wt % water to
nearly anhydrous silicate containing less than tens of ppm water
(29). Regions slightly away from iron foil still preserved a small
amount of water in the form of hydrous fluid and phases, which
did not react with iron foil completely possibly due to limited
diffusion rate (SI Appendix, Text S2). Away from the reaction
zone where dry Fol00 powder was initially placed, the OH™
signal was invisible again.

Besides the FTIR measurements, reduction of OH™ to H® and
oxidation of Fe” to Fe** can also be inferred from the Fe®*
enrichment in silicates, because without an oxidizing agent such
as structural or free water, metallic iron cannot react with iron-
free wadsleyite. However, moisture in sample and pressure me-
dium is inevitable, which may also be able to oxidize the metallic
iron. Therefore, a nominally anhydrous run was performed with
only iron and anhydrous Mg,SiO, as starting materials to pro-
vide a baseline for the effect of moisture. In the nominally an-
hydrous experiment, we observed a narrow reaction zone which
contains much less Fe** than those in hydrous experiments (SI
Appendix, Figs. S3 and S7), proving that hydrous wadsleyite or
free water was the main cause for the observed large-scale oxi-
dation of metallic iron in hydrous experiments. Our results are
consistent with the previous study showing that H prefers iron
metal to ringwoodite (25), although a recent research suggests H
is lithophile instead of siderophile at 5 to 20 GPa (30), which has
been questioned (31) and calls for further investigation (SI Ap-
pendix, Text S3).

In an experiment with excess water, we further extended the
heating duration to 48 h. No metallic Fe was found in the re-
action products (SI Appendix, Fig. S8), indicating that FeHy is
further oxidized to FeO to produce hydrogen at 15 GPa and
1,400 °C through the following reaction:

FeHy +2H" = Fe’* + (x/2+1)Ha. [2]
In a simple system with FeHy + H,O, our laser-heated diamond-

anvil cell (DAC) experiments also confirmed similar reaction (S/
Appendix, Fig. S9).

Zhu et al.

As no kinetic hindrance was observed in the reaction between
iron metal and structurally bonded water in wadsleyite, we posit
that metallic iron can reduce subducted water regardless of its
transport history. It implies that iron metal must be consumed
before the silicate in a region can be hydrated to more than tens
of ppm of water. In other words, a hydrous region is necessarily
oxidized and metal free, whereas a metal-saturated region must
be nearly anhydrous.

Estimates on the amount of water injected to MTZ may be
used to evaluate its current water content and oxidation state.
The MTZ silicates likely started with less than 0.1 wt % water in
the Archean Eon because it was 200 to 400 °C hotter and
therefore the maximum water storage capacity of wadsleyite and
ringwoodite was below 0.1 wt % (SI Appendix, Text S4). We thus
consider the later delivery by subduction as the major water
source. The initial concentration of metallic iron before 4 Ga was
estimated at 0.14 wt % (18), corresponding to a consumption
capacity of 0.05 to 0.14 ocean of water by reaction, depending on
whether FeH or H, is produced (SI Appendix, Text S5). We first
consider an end-member case where subducted water and iron
metal equilibrate globally (Fig. 24). If the water input is below
the consumption capacity of metallic iron, MTZ silicates would
remain dry and the hydrogen would be stored in a reduced form;
If the water input exceeds this consumption capacity, the MTZ
would be oxidized to above the iron-wiistite buffer with metallic
iron fully consumed, and the silicates can be hydrated with
further water injection.

Two estimates of water fluxes were used to calculate the total
water input (ST Appendix, Table S2) (32-34). The lower estimate
of 0.074 ocean mass input in 4 Ga falls between the water con-
sumption capacity of producing FeH and H,. If the reaction
produces mainly H,, then all of the injected water would be
consumed, leaving the MTZ silicates nearly dry with half of the
iron metal preserved; if the reaction produces mainly FeH, the
bulk MTZ would end up free of iron metal with an average of
170 ppm water in wadsleyite and ringwoodite. The higher esti-
mate of total water input at 0.2 ocean mass exceeds the maxi-
mum water consumption capacity of iron in the MTZ; hence,
there would be enough water to react with all of the iron metal
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Fig. 2. Oxidation and hydration of MTZ by water from subducted slabs. (A) Global equilibrium model, assuming vigorous mantle convection. In this case, all
of the metallic iron can react with all of the injected water, and the excess iron or water distributes evenly in the whole MTZ. The black and blue lines
correspond to the iron and water concentration in the MTZ as a function of water input, respectively. Solid and dashed lines assume producing H, and FeH in
reaction, respectively. Small and large symbols (square for iron and circle for water) represent the results of two estimated water flux at 2.6 x10'° kg/y (32, 33)
(low flux) and 7 x10'° kg/y (34) (high flux), respectively. (B) Local hydration model, assuming that the mantle convection is too sluggish to allow full equi-
librium between iron metal and water. In this case, iron is consumed locally and excess water is retained in silicates before further reacting with iron in other
places. Lines and symbols are the same as in A, except that the blue and black lines represent the fraction of oxidized and hydrous MTZ as a function of water
input when 1 wt % and 0.1 wt % is retained locally by hydrous wadsleyite and ringwoodite, respectively. The water flux may be below or above the estimated
range as indicated by dashed arrows (S/ Appendix, Text S6). Data are found in S/ Appendix, Table S3.

and produce an MTZ that is metal-free with an average water
concentration of 380 to 950 ppm in wadsleyite and ringwoodite
(Fig. 24 and SI Appendix, Table S3).

In the global equilibrium model, the injected water may be
able to fully consume the metallic iron, implying that MTZ could
have become significantly more oxidized with time. But, in most
scenarios the remaining water can barely hydrate the MTZ sili-
cates to an average water concentration of 0.1 wt %. The water
consumption capacity of iron and subducted water flux both have
large uncertainties (SI Appendix, Text S6); hence, the possibility
of a more hydrous MTZ cannot be ruled out. However, hydra-
tion of the MTZ silicates is likely limited or influenced by the
presence of metallic iron, despite their large water storage ca-
pacity. Meanwhile, reduced hydrogen species such as iron hy-
dride and hydrogen fluids can be important hydrogen hosts other
than silicates. More precise data on water flux throughout the
Earth’s history will be crucial to determine the hydrogen species,
contents, and oxidation states of MTZ jointly.

The global equilibrium model assumes the injected water can
access all of the metallic iron in the MTZ. However, heteroge-
neity would exist if the reaction is limited by slow water diffusion
and insufficient mantle convection. In the local hydration model,
we assume the other extreme case that after iron metal is locally
consumed, water is stored and held by hydrous silicates in the
oxidized region throughout Earth’s history (Figs. 2B and 3). With
0.074 to 0.2 ocean water input, if wadsleyite and ringwoodite
acquire ~1 wt % water to reach their full storage capacities at the
present mantle temperature, then only 4 to 12% of the MTZ
would be oxidized and hydrated, and the bulk MTZ would re-
main dry and saturated with iron metal. If the retained water
decreases to 0.1 wt %, the fraction of oxidation extends to 70
to 100% of MTZ with high flux, which goes back to the global
equilibrium model.

Over geological time, water has been injected at numerous
subduction sites. Through diffusion and mantle convection, a
large fraction of the injected water from ancient slabs could have
reached and reacted with the metallic iron globally. Modern
active slabs, on the other hand, may not have fully equilibrated
with the bulk MTZ and therefore hydrous silicates may be locally
preserved. Applying the local hydration model to modern active
slabs in the past 200 Ma, and the global equilibrium model to

22528 | www.pnas.org/cgi/doi/10.1073/pnas.1908716116

ancient slabs subducted between 4 Ga to 200 Ma ago, then only
0.2 to 0.6% of the MTZ could acquire 1 wt % water; the bulk
MTZ would contain only 0 to 0.1 wt % water (SI Appendix,
Table S3).

Discussion

Several lines of evidence support a nearly anhydrous or moder-
ately hydrous bulk MTZ with local water enrichment near active
subducted slabs. The electrical conductivity measurements as a
sensitive probe to detect water (35) suggest 0 to 0.2 wt % water
in bulk MTZ silicates (3, 4, 10), consistent with our estimate of
nearly 0 to 0.1 wt % water within uncertainty. It is also close to
the recent result 0.22 wt % from sound velocity measurements
(5) but significantly lower than the 1 to 2 wt % from viscosity
measurements (8), which are also inconsistent with each other
and require further examination (SI Appendix, Text S7). Local
hydration is further indicated by the high-conductivity regions
near active oceanic slabs (10) and the low-velocity zones atop
410 km in association with the initiation of Pacific subduction
tens of Ma ago (14, 15, 36). The broadening of 410-km discon-
tinuity beneath the Mediterranean region was also attributed to
modest hydration of silicates from subducted slabs in the past
190 Ma (13). These mapped contrasts in water concentration
may also reflect the history of mantle oxidation by subduction.
Furthermore, the origin of superdeep diamonds is considered
closely related to the subducted oceanic slabs. The hydrous
ringwoodite and ice VII inclusions may thus be associated with
local hydration near these slabs (9, 37), and the inclusions con-
taining CH, and H, associated with metallic iron may be asso-
ciated with iron hydride and hydrogen fluids resulting from
reactions between iron and hydrous phases and fluids at slab-
mantle interface (22).

The upper mantle (UM) below 250 km and the lower mantle
(LM) were also predicted to contain 0.14 wt % and 1 wt % iron
metal, respectively (17, 18). If subducted water was delivered to
these mantle layers and could react with iron, then with the high
water flux (SI Appendix, Table S2), the UM would be oxi-
dized and the constituent silicates would be hydrated to hun-
dreds to thousands of ppm water assuming a global equilibrium,
while the silicates in bulk LM probably remain dry because
the iron metal can consume up to ~7 ocean water. The water

Zhu et al.
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Fig. 3. Cartoon illustration of oxidation and hydration of the MTZ. Water
may be carried to a dry and metal-saturated mantle (gray) by oceanic slabs
(green) in the form of dense hydrous magnesium silicate (DHMS) phases.
Water released from DHMS may be acquired by hydrous wadsleyite or ring-
woodite in the mantle. Hydrous phases (including free water and hydrous
fluids) react with metallic iron near the slab to form a redox front (white).
After local iron metal is consumed, water may be partially retained as struc-
tural water in silicates in the metal-free, oxidized region behind redox front
(blue). Iron metal in distant regions (gray) is thus preserved from reaction.
Continuous water injection would shift the redox front further into the mantle
and extend the oxidized and hydrated region from the slab surface into the
mantle. In water-rich composition the reaction produces H,, which rises and
brings hydrogen back to shallower depth or the surface. In water-poor com-
position, the reaction produces FeH,, which may be trapped in MTZ, or sink
and carry hydrogen to greater depths depending on its wetting behavior.

consumption capacity of iron in LM may be further increased if
FeO,H instead of FeO is produced from the reaction (38, 39). It
indicates that hydrogen transported to the LM may be mostly stored
as iron hydride, regardless of the water storage capacity of bridg-
manite. Supply of water from the LM to MTZ through equilibrium
between silicates is thus not expected. Moreover, a water-enriched
MTZ needs to be mostly isolated from the reduced LM during
mantle convection to keep its water from reacting with iron metal.

The release of hydrogen fluid or iron hydride from reaction
between iron and hydrous phases implies that hydrogen cycle
may be decoupled from water cycle which is controlled by the
stability of hydrous phases and depth of subduction. If the re-
action produces Hj, it may escape to the UM or even the surface
through upwelling and convert back to water, with the net effect
of oxidizing MTZ by UM Fe*" or possibly the atmospheric ox-
ygen. If the reaction produces FeHy, it will form a dense melt
since its melting temperature is lower than the MTZ geotherm
(40). Whether FeH, melt can stagnate in the MTZ or sink to the
LM or the core depends on its wetting behavior, which is still
poorly understood and needs further investigation. If FeH, melt
stagnates in the MTZ, with long-term accumulation, it may sig-
nificantly influence the rheology of MTZ. These pathways for
hydrogen could have profound implications for the Earth’s volatile
cycles and oxidation-state evolution.

Materials and Methods

High-pressure experiments were conducted using the 1,000-ton MA at
University of Michigan and at University of Hawai‘i at Manoa with Consor-
tium for Materials Properties Research in Earth Sciences (COMPRES) 10/5 and

1. J. R. Smyth, A crystallographic model for hydrous wadsleyite (3-Mg,SiO4): An ocean in
the Earth’s interior? Am. Mineral. 79, 1021-1024 (1994).

2. D. Kohlstedt, H. Keppler, D. Rubie, Solubility of water in the «, p and y phases of
(Mg,Fe),Si0,4. Contrib. Mineral. Petrol. 123, 345-357 (1996).

3. X. Huang, Y. Xu, S. Karato, Water content in the transition zone from electrical
conductivity of wadsleyite and ringwoodite. Nature 434, 746-749 (2005).
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8/3 assemblies (41). Sample capsules were made of 0.05-mm-thick gold foil
(Goodfellow 99.95%). Starting materials included synthetic forsterite Mg,SiO4
(Fo100), synthetic hydrous wadsleyite, and iron powder (Alfa Aesar 10621,
99.998%), iron foils of 0.1 mm thickness (Alfa Aesar 11381, 99.995%) and
0.01 mm thickness (Goodfellow FE000150, 99.850%). The hydrous wadsleyite
was synthesized by equilibrating Fo100 powder with deionized water in a gold
capsule at 15 GPa and 1,400 °C for 2 h. A transparent crystal was extracted
from the center of the capsule and confirmed to be hydrous wadsleyite with
Raman and X-ray diffraction (XRD) (S/ Appendix, Figs. S2 and S5). Brucite was
found by Raman in the milky quenched melt near the capsule wall, indicating
the following reaction (42):

Mg,Si0; + 2xH,0 = Mg,_,H2,Si04 -+ XMg(OH),. 3]

The starting materials and experimental products were analyzed for texture,
chemical composition, and vibrational properties using the JEOL-7800FLV
Scanning Electron Microprobe (SEM), CAMECA SX-100 Electron Probe
Microanalyzer (EPMA), and Renishaw inVia Raman Microscope at University
of Michigan and the SEM in JEOL JXA-8500F EPMA at University of Hawai'i at
Manoa. For SEM and EPMA measurements the samples were coated with
carbon. The electron beam was set at 15 keV and 10 nA and focused to 1 pm.
Ferrosilite FeSiO3 was used as the standard for Fe quantification in EPMA.
The Raman spectra were collected with 532-nm laser source at 5-mW power
and 1,800 I/mm gratings. The laser spot was ~5 um in diameter.

Synchrotron FTIR absorption spectra were measured at beamline 22-IR-1,
National Synchrotron Light Source Il (NSLS-Il), Brookhaven National Labo-
ratory (BNL). The quenched sample was polished to ~100-um thickness and
kept on a KBr substrate. To eliminate the influence of water vapor ab-
sorption in the O-H stretching vibrational region, all spectra were collected
using a Bruker Vertex 80v FTIR spectrometer under vacuum and a dry nitrogen
purged Hyperion 2000 IR microscope equipped with a liquid-nitrogen-
cooled midband Mercury Cadmium Telluride (MCT) detector. To suppress
the fringes caused by the multiple reflections through the sample surfaces, a
pair of reflective objectives with 32x magnification and 0.5 numerical ap-
erture were employed. A synchrotron source and a CaF, beamsplitter were
employed and the aperture was set as ~15 pm x15 pm. All spectra include 512
scans at 4-cm™" spectral resolution.

Synchrotron XRD experiments on the synthesized hydrous wadsleyite and
iron-water reaction were collected at beamline 13-BM-C and 16-ID-B, respectively,
at the Advanced Photon Source (APS), Argonne National Laboratory (ANL). The
X-ray wavelengths and beam sizes were 0.434 A, 12 um x18 ym at 13-BM-C and
0.4066 A, 3.2 um x 5.8 pm at 16-ID-B, respectively. A symmetric DAC with 300-um
culets was used in the XRD experiment on iron-water reaction. Sample chamber
was formed by indenting a 260-pum-thick rhenium gasket to ~45-um thickness and
then drilling a hole of 180-um diameter at the center. A 10-um-thick iron foil
(purity 99.85%, Goodfellow) was loaded in the hole filled with deionized water.
A ruby sphere was placed near the iron foil as a pressure marker (43). The XRD
data were processed using Dioptas (44) and PDIndexer (45) software.

All data needed to support the conclusions are present in the paper or
SI Appendix.
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