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ARTICLE

Significant contribution of subseafloor
microparticles to the global manganese budget

Go-Ichiro Uramoto® "2, Yuki Morono® '3, Naotaka Tomioka® ', Shigeyuki Wakaki', Ryoichi Nakada® ?,
Rota Wagai?, Kentaro Uesugi® °, Akihisa Takeuchi®, Masato Hoshino®, Yoshio Suzuki®®, Fumito Shiraishi
Satoshi Mitsunobu® 8, Hiroki Sugamz, Yasuo Takeichi® °, Yoshio Takahashi'© & Fumio Inagaki 131

Ferromanganese minerals are widely distributed in subseafloor sediments and on the seafloor
in oceanic abyssal plains. Assessing their input, formation and preservation is important for
understanding the global marine manganese cycle and associated trace elements. However,
the extent of ferromanganese minerals buried in subseafloor sediments remains unclear.
Here we show that abundant (108-10° particles cm=3) micrometer-scale ferromanganese
mineral particles (Mn-microparticles) are found in the oxic pelagic clays of the South Pacific
Gyre (SPG) from the seafloor to the ~100 million-year-old sediments above the basement.
Three-dimensional micro-texture, and major and trace element compositional analyses
revealed that these Mn-microparticles consist of poorly crystalline ferromanganese oxides
precipitating from bottom water. Based on our findings, we extrapolate that 1.5-8.8 x 1028
Mn-microparticles, accounting for 1.28-7.62 Tt of manganese, are globally present in oxic
subseafloor sediments. This estimate is at least two orders of magnitude larger than the
manganese budget for nodules and crusts on the seafloor. Subseafloor Mn-microparticles
thus contribute significantly to the global manganese budget.
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terrestrial ~ environments;  thus, understanding the

redox-sensitive dynamics and budget of ferromanganese
minerals are important for understanding the global cycling of
manganese and numerous associated trace elements!=6. Since
the discovery of manganese nodules during the 1872-76 voyage of
HMS Challenger’, ferromanganese mineral deposits have been
widely observed in marine sediments on the seafloor!-3. The most
extensive manganese minerals deposits occur on abyssal plains,
including those under open-ocean gyres?, where both organic
matter photosynthetic primary production and sedimentation
rates are particularly low®®. In general, manganese nodules
grow slowly on the oxic seafloor over geologic time, accumulating
concentric deposits consisting primarily of manganese and iron
accompanied by various trace metals, including nickel, cobalt,
lithium, molybdenum, zirconium, and rare-earth elements (REEs)
1-3, Consequently, these mineral deposits are commonly found as
spherical concretions of centimeter-to-millimeter size, which often
form pavements over wide areas of the ocean floor!~310-12, In
addition, ferromanganese mineral deposits have been observed in
the underlying subseafloor sediment in the form of manganese
nodules, including sub-millimeter-size micronodules!3-1°.

In 2010, Integrated Ocean Drilling Program (IODP) Expedi-
tion 329 drilled the seafloor in the ultra-oligotrophic region of
the South Pacific Gyre (SPG) to investigate the deep-sea sedi-
mentary environment (Supplementary Figure 1 and Supplemen-
tary Table 1)%16. Geochemical and microbiological studies of
sediment samples cored from six SPG drill sites revealed the
presence of dissolved oxygen and aerobic microbial communities
throughout the sedimentary sequence, from the present-day
seafloor to the mid-Cretaceous sediment layer above the crustal
basement (Supplementary Figure 2). These organic-poor oxic
sediments represent up to ~44% of the Pacific and ~37% of the
global ocean (Supplementary Figure 1)3. The SPG sediments
were found to consist mainly of zeolitic metalliferous pelagic clay,
and massive manganese nodules were observed on the seafloor

F erromanganese mineral deposits are abundant in marine and

and locally within sediments at these drilling sites (Supplemen-
tary Figure 2)1°.

In this work, to better characterize micrometer-scale sediment
microstructures in the entirely oxic SPG core samples, we ana-
lyzed and compared marine sediment core samples in various
redox condition through continental margin to open ocean gyre
(Supplementary Table 2) using a resin-embedding technique!”
involving a biological method that retains the fine texture of
both mineral grains and organic materials in sediments at the
submicrometer-scale. We demonstrate the presence of remark-
able numbers of micrometer-scale ferromanganese mineral par-
ticles (Mn-microparticles) in the deep-sea oxic pelagic clay of the
SPG. We also develop a technique that combines sequential
density concentration!® and flow cytometry/particle sorting!® to
separate Mn-microparticles from the sediment matrix, which
enables further analysis of the texture and composition of these
microparticles. We then determine the manganese content of
the Mn-microparticles, estimating that Mn-microparticles harbor
notably higher amounts of manganese in subseafloor environ-
ments than indicated in previous manganese budget estimates
based on seafloor nodules and crusts data0. Finally, we examine
the formation and preservation of micrometer-scale ferro-
manganese minerals in an oxic deep subseafloor environment in
order to improve our understanding of the global manganese
budget.

Results

Microstructure and mineral characteristics of microparticles.
Scanning electron microscope (SEM) imaging results for resin-
embedded samples from various marine environments showed
that submicrometer-scale to micrometer-scale mineral particles
(Figs. 1 and 2, Supplementary Figures 3 and 4) (0.1-40 um,
average diameter 3.4-4.4 um, Supplementary Figure 5) were
abundant in the sediments. These particles were broadly classified
into two types: (1) a morphology resembling a clump of tangled

Fig. 1 Representative electron micrographs of microparticles in sediment samples. a, b Cross-sectional scanning electron microscopy (SEM) images of
resin-embedded oxic pelagic clay. Arrows indicate Mn-microparticles (yellow) and clay-microparticles (red) (samples U1365C-1H-2 0/20 and U1367D-1H-
2 20/40, respectively). Scale bars, 10 pm. € SEM image of a Mn-microparticle in a density-separated sample (sample U1365C-1H-2 0/20). Scale bar, 5 pm.
d Enlargement of the area within the red square in (¢) showing the tangled fibrous strands in a microparticle. Scale bar, 500 nm. e, f SEM images of
Mn-microparticles in density-separated samples (samples U1365C-9H-3 35/55 and U1366F-1H-2 40/60, respectively). Scale bars, 5pum
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Fig. 2 Composition and mineral characteristics of Mn-microparticles. a-d Representative elemental map of manganese in a resin-embedded sediment
sample. Scale bars, 5 pm: a A back-scattered electron (BSE) image acquired by scanning electron microscopy (SEM) and b an energy-dispersive X-ray
spectroscopy (EDS) elemental map of manganese for sample U1365D-1H-2 0/20; ¢ A back-scattered electron (BSE) image acquired by SEM and d an
elemental map of manganese for sample U1365D-9H-3 35/55; yellow arrows indicate Mn-microparticles, and red arrows indicate manganese-
concentrated particles without concentric growth structure and fibrous structure in the samples herein. e-i Representative transmission electron
microscopy (TEM) analysis results for Mn-microparticles. Scale bars, 2 um: e cross-sectional TEM image of an FIB-cut Mn-microparticle, and f an EDS
spectrum; the W peak is an artifact derived from contaminated W-deposition during focused ion-beam (FIB) fabrication. g Electron diffraction pattern.

h, i Elemental maps for Fe and Mn, respectively, in sample U1365C-1H-2 0/20. Based on the EDS spectrum and electron diffraction pattern, the main
constituent is poorly crystalline ferromanganese oxide
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fibrous strands of manganese and iron minerals (~0.2um in
diameter and ~1pum long; Mn-microparticles; Figs. 1 and 2,
Supplementary Figure 3, Supplementary Movies 1 and 2), and
(2) clumps of clay-size platelet silicate minerals (<0.1 pm in
thickness and ~1 um in diameter) (clay-microparticles; Fig. la
and b and Supplementary Figures 3 and 4). Elemental maps
of manganese in the resin-embedded samples generated using
SEM energy-dispersive X-ray spectroscopy (EDS) showed high
contents of manganese in these microparticles (Fig. 2a-d).
Transmission electron microscope (TEM) and synchrotron-based
three-dimensional (3D) X-ray-computed microtomography
imaging showed that these Mn-microparticles lacked cores and
concentric laminations (Fig. 2¢; Supplementary Movies 1 and 2).
In TEM analysis (Fig. 2e-i), the electron diffraction patterns (ED)
of the Mn-microparticles showed broad diffraction rings indi-
cating the existence of a poorly crystalline manganese oxide
(vernadite). TEM-EDS analysis revealed that the Mn-
microparticles also contained large amounts of iron. The iron
was incorporated in manganese oxides, according to X-ray
elemental maps. TEM-EDS-ED analysis showed that the clay-
microparticles consisted mainly of a nontronite-like iron-bearing
clay mineral, with limited “hot spots” of higher iron and man-
ganese concentrations (Supplementary Figure 4).

Abundance of microparticles in marine sediments. The abun-
dance and distribution of these microparticles were assessed via
SEM-image analysis (Supplementary Figure 6). In the sediment
column, clay-microparticles had abundances of 109-10° cm—3
(average 4.99 x 108 cm~3) in both continental margin and pelagic
sediment samples. Mn-microparticles occurred at 108-10° cm~—3
(average 3.34x108cm™3) only in the SPG oxic pelagic clay
(Fig. 3). Neither type of microparticle was observed in the SPG
calcareous ooze (Fig. 3).

Elemental composition of Mn-microparticle. To determine the
origin and/or diagenesis of Mn-microparticles in sediments,
we analyzed the elemental compositions of the Mn-microparticles
by separating them from the surrounding sedimentary matrix
using combined sequential density concentration!® and flow
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cytometry/particle sorting techniques'® (Supplementary Fig-
ure 7). Inductively coupled plasma-mass spectrometry (ICP-MS)
analysis of the separated Mn-microparticles revealed various
metallic elements, including rare metals and REEs (Supplemen-
tary Table 3). The Mn-microparticles contained average iron and
manganese mass contents of 18 and 17.9 pg/particle, respectively,
five to ten times the mass of the other major elements (Fig. 4a
and b, Supplementary Figure 8). The Mn-microparticles con-
tained particularly high amounts of manganese, which accounted
for an average of 42% of the total manganese in the bulk
SPG sediment samples?! (Fig. 4a-d). The manganese percentage
in the Mn-microparticles was high (>40-70%) at shallow
depths, but manganese in the Mn-microparticles comprised
<1.8% of the total manganese mass in bulk sediment samples
above the basement (Fig. 4d). We also found manganese-
concentrated particles without concentric growth structure nor
fibrous structure (structureless manganese particles) which were
outside of Mn-microparticles with tangled fibrous strands
(Fig. 2a-d; Supplementary Figure 9). These structureless man-
ganese particles were submicrometer to micrometer in size in
shallow sediments (Fig. 2a-d; Supplementary Figure 9a-d) and
up to several tens of micrometers in sediments above the base-
ment (Supplementary Figure 2¢ and d). In oxic sediments, both
Mn-microparticles and structureless manganese particles con-
stituted significant fractions of the manganese mineral content.
However, there was considerable size variation in the structureless
manganese particles, which prevented precise separation and
purification by optical characteristics and mineral particle sizes
using the flow cytometry-based particle sorting technique
employed in this study. This, in turn, prevented a more in-depth
analysis of the structureless manganese particles (Supplementary
Figure 5). Therefore, we focused on the recoverable fibrous Mn-
microparticles in this study.

As shown in the ternary diagram of (Co+ Cu+ Ni)x
10-Fe-Mn?? from Mn-microparticles in Fig. 4e, the composition
of these elements was closely related to the ferromanganese
minerals of hydrogenetic origin; the oldest sediment sample
above the basement (Sample U1365C-9H-3 35/55) with high
iron content varied between hydrogenetic and hydrothermal
origin (Fig. 4e). The Mn-microparticle REE concentration
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Fig. 3 Number of microparticles in sediment samples. a Depth profiles of numbers of Mn-microparticles in pelagic oxic sediment samples from the South
Pacific Gyre. b Depth profiles of numbers of clay microparticles in anoxic sediment samples from the South Pacific and continental margin. In a and
b, colored triangles indicate Min-microparticles, colored squares denote clay-microparticles, and colored diamonds indicate calcareous ooze samples

without microparticles
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Fig. 4 Origins and budget of manganese in Mn-microparticles in oxic pelagic sediments. a-d Depth profiles of mass and proportion of manganese in Mn-
microparticles in sediment samples: a average mass of major elements in a Mn-microparticle; b average mass of manganese in Mn-microparticles in a unit
volume of sample; ¢ major-element composition of the bulk sample?'; and d proportion of Mn-microparticle manganese mass to bulk sample mass.

e Fe-Mn-(Co + Cu + Ni) x 10 ternary diagram?22 for the Mn-microparticles. f Comparison of the manganese budgets estimated for Mn-nodules and crusts
on the seafloor?0, Mn-microparticles in oxic pelagic clay, and a bulk sample of oxic pelagic clay?!. Whiskers represent maximum and minimum estimates

patterns showed a decrease in the cerium anomaly (Ce/Ce*) with
increasing depth (Supplementary Figure 10a and b).

Redox state of bulk sediments and Mn-microparticles. The
X-ray absorption near-edge structure (XANES) spectra at the
Mn K-edge (Fig. 5a) of the oxic bulk sediment samples herein
exhibited absorption maxima similar to that of reference
MnO, minerals, such as §-MnO, and birnessite. Quantitative
fitting of these spectra showed that Mn(IV) was the dominant
manganese redox state in the oxic bulk sediments studied
herein. The extended X-ray absorption fine structure (EXAFS)
spectra of selected samples (Fig. 5b) also showed dominant
Mn(IV) in the bulk sample studied herein. The XANES
spectra at the Fe K-edge exhibited absorption maxima similar
to that of reference illite and montmorillonite (smectite)
(Fig. 5c¢).

Scanning transmission X-ray microscopy (STXM) analysis
at the Mn L-edge and Fe L-edge was used to characterize the
redox state of these elements in the Mn-microparticles (Supple-
mentary Figure 11). The near edge X-ray absorption fine
structure (NEXAFS) spectra of manganese featured peaks or
shoulders at 639.5, 640.6, 641.4, and 643.1 eV and absorption
patterns similar to spectra of Mn(II) reference materials (i.e.,
MnCO;). However, repeated STXM measurement of Mn(IV)

reference minerals (i.e., 3-MnO, and birnessite) showed gradual
changes in the manganese NEXAFS spectra (Supplementary
Figure 11). The iron NEXAFS spectra contained peaks at
707.5 and 709.1 eV; the relative intensities of these peaks were
similar to those in the spectra of a Fe(Ill) reference mineral (i.e.,
ferrihydrite).

Thermodynamic properties of sediment porewater. To explore
the degree of manganese mineral saturation in porewater
from the SPG oxic subseafloor environment, thermodynamic
calculations were conducted for Mn(IV) and Mn(II) minerals
based on the porewater chemical composition!®. The resulting
saturation index values ranged from 8.37 to 9.16 for the Mn(IV)
minerals and from —0.54 to —1.38 for the Mn(II) minerals.

Discussion

Abundant Mn-microparticles have not been previously observed
in oxic pelagic clay, nor are they expected. Fibrous ferromanga-
nese oxide minerals, which are similar in morphology to the
Mn-microparticle component minerals, have been reported on
rock slabs exposed on the deep-sea floor at experimental scales;
however, such minerals have not been observed within rock
samples?3. This study finds, importantly, that manganese is
highly concentrated in Mn-microparticles within oxic sediments
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Fig. 5 Spectroscopic characteristics of bulk samples in this study. a, b X-ray absorption fine structure (XAFS) results for selected bulk samples and
standard samples at the Mn K-edge: a X-ray absorption near edge structure (XANES) spectra of selected and standard samples, b representative
normalized k2-weighted extended XAFS spectra for sample U1365C-1H-2 0/20 and standard samples. € XANES spectra of selected and standard samples

at the Fe K-edge

(Fig. 2a and b), which constitutes a significant portion of the
oceanic subseafloor sediment®, and that these micrometer-scale
mineral particles contribute significantly to the manganese budget
on Earth.

We propose that Mn-microparticles in oxic SPG sediments
are derived primarily from the hydrogenetic precipitation of
manganese oxides from bottom water by using manganese
derived from widespread transportation of eolian dust in the
South Pacific Ocean?! (Supplementary Figure 12). The (Co + Cu
+ Ni) x 10-Fe-Mn (Fig. 4e)?? ternary diagram shows that Mn-
microparticles are similar in composition to hydrogenetically
precipitated ferromanganese crusts®2428 and manganese
nodules2®-29 on the seafloor. Moreover, REE concentration pat-
terns in these Mn-microparticles reveal predominantly positive
cerium anomalies (Supplementary Figure 10). Dissolved cerium
in bottom seawater is easily oxidized and adsorbed in ferro-
manganese oxides® and/or is hydrolyzed and irreversibly sca-
venged from seawater on the surface of ferromanganese oxides®.
The samples herein that feature positive Ce anomalies were
formed through hydrogenetic precipitation in bottom water.
However, it should be noted that hydrogenetic Mn-microparticles
show varying metallic element composition (Fig. 4e). This
could be due to remobilization of metals in association with
the degradation of organic matter in subseafloor environments.
This indication of metallic element mobilization in Mn-
microparticles should be verified in the future through the sam-
pling and analysis of sedimentary Mn-microparticles between
continental margin and open ocean gyre. On the other hand,
composition of the Mn-microparticles found in the oldest
sediment (sample U1365C-9H-3 35/55) examined in this study
show a close relationship with hydrothermal deposits20-30-32
in the (Co+ Cu+Ni)x10-Fe-Mn diagram (Fig. 4e)??,

indicating the involvement of hydrothermal processes in their
formation. This hydrothermal effect can also be inferred from the
negative Ce anomalies in the sample (Supplementary Figure 8b).
Because of the slow cerium oxidation kinetics®3 and the rapid
formation of ferromanganese minerals by hydrothermal pro-
cesses4, hydrothermal ferromanganese oxides deposited near
oceanic ridges (e.g., East Pacific Rise) generally feature negative
Ce anomalies’>~37. Taken together, the hydrothermal influence
on Mn-microparticles seems to change with the tectonic migra-
tion of the study sites from the oceanic ridge® (Supplementary
Figure 12). Both the SPG sediments accumulated near the oceanic
ridge and the Mn-microparticles formed in the ridge environ-
ment should be affected by hydrothermal plumes38-41. As the
oceanic plate migrates from the oceanic ridge, the hydrothermal
effect should diminish and hydrogenetic formation of Mn-
microparticles in bottom water become dominant.

In this study, Mn-microparticles are not observed in sediments
from continental margin or in oxic SPG calcareous oozes (Fig. 3).
The formation process itself does not preclude precipitation in the
oxic bottom water at continental margin. However, as the redox
state in subseafloor environments at continental margin is reduced,
ferromanganese oxides are presumed to be dissolved into porewater
or precipitated as Mn(I) mineral (ie, rhodochrosite)*2-44,
Regarding oxic calcareous oozes, there are two possible mechanisms
that explain the absence of Mn-microparticles. In general, the
sedimentation rate above the calcium carbonate compensation
depth (CCD) is higher than that below the CCD3. In sediments
above the CCD, the relative abundance of Mn-microparticles in
sediments can be lower than the SEM-based detection limit for
these mineral particles in this study. The other possibility involves
the adsorption of manganese onto carbonate?>#0, In this case,
the formation of Mn-microparticles would be hampered by the
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decreased concentration of dissolved manganese in the bottom
water. Due to these two mechanisms, the existence of highly
abundant Mn-microparticles is restricted at depths below the
CCD in pelagic environments.

It should be noted that there is a potential mismatch in the
spectroscopic analyses of manganese in bulk sediments and the
separated Mn-microparticles (Fig. 5; Supplementary Figure 11).
Bulk sample XAFS analysis indicates the manganese oxidized
state, while separate Mn-microparticle STXM analysis indicates
the manganese reduced state. As discussed above, the Mn-
microparticles consist primarily of ferromanganese oxides.
Thermodynamic calculations of the redox state of the SPG sedi-
ment porewater suggest that Mn(II) minerals are unsaturated,
which precludes precipitation of Mn(II) minerals in the oxic
subseafloor environment. In addition, repeated measurements
of Mn(IV) reference minerals (6-MnQO, and birnessite) show
that the manganese redox state changes during STXM measure-
ments (Supplementary Figure 11). Therefore, we conclude
that (1) the primary redox state of manganese in the Mn-
microparticles is oxidized and (2) photoreduction of manganese
in Mn-microparticles may have occurred via irradiation by
the intense X-rays during STXM measurements. The estimated
photon flux in our spectroscopic measurements was ~1 x 101°
photons s~ mm~2 in STXM#7 and ~5 x 101? photons s~! mm—2
in XAFS*8. In contrast, iron was consistently in an oxidized state
in the STXM analyses. Considering the redox-sensitive nature of
manganese! 3, we thus conclude that the photoreduction of
manganese occurred during STXM measurements due to intense
X-ray irradiation. This indicates that careful adjustment of the
photon flux and X-ray exposure time is necessary to ensure
precise spectroscopic determination of the manganese redox
state in Mn-microparticles.

Our data also suggest that Mn-microparticles are not formed
within the sediment by diagenesis, based on the (Co+ Cu+
Ni) x 10-Fe-Mn diagram?? (Fig. 4e). The relative consistency in
the Mn-microparticle average size throughout this study (Sup-
plementary Figure 5) indicates that the Mn-microparticles have
been stable since their deposition over ~100 Ma. This stability
can be used to infer the flux of Mn-microparticles into the
oxic sediments. According to the Mn-microparticle abundance in
the sediments (Fig. 3) and sedimentation rate at the corre-
sponding site (Supplementary Figure 2), the calculated flux of
the Mn-microparticles into the sediment is 108 + 35 micro-
particles cm—2 day 1.

Lastly, this study has important implications for understanding
the global distribution and budget of manganese contained
in Mn-microparticles within oxic subseafloor environments
(Fig. 4f). If we assume that the number of Mn-microparticles in
the SPG pelagic clay is roughly constant at 3.34 x 108 cm—3, and
account for gradual decreases in manganese content in Mn-
microparticles with sediment depth (>40-70% in shallow sedi-
ments and <1.8% in deep sediments) (Fig. 4d) and the global
distribution of oxic pelagic clay®*® (Supplementary Figure 1), an
estimated 1.5-8.8 x 1028 Mn-microparticles are present in the
oxic pelagic clays of the world’s oceans, corresponding to 1.28-
7.62 Tt of manganese (Fig. 4f). Given the manganese contained in
pelagic sediments?!-38, we estimate that 9.2-47.4 Tt of manganese
is present, suggesting that roughly 10-20% of manganese in oxic
pelagic clays is in the form of Mn-microparticles. Although our
estimates do not include manganese from outside of Mn-micro-
particles, such as structureless manganese particles, our manga-
nese budget estimate from Mn-microparticles is at least 2-3
orders of magnitude higher than those presented in previous
studies based on seafloor nodules and crusts, which propose
budgets of 0.706-2.60 Gt of manganese?’ (Fig. 4f). Along with the
examination of manganese input, formation, and preservation,

the discovery herein of abundant Mn-microparticles provides
new insight into the global manganese budget.

Methods

Sample description. All pelagic sediment core samples from the SPG were col-
lected during IODP Expedition 329 (Supplementary Figure 1 and Supplementary
Table 1)!°. The SPG samples from Sites U1365—U1367 and U1369—U1370 con-
sisted principally of zeolitic and/or metalliferous (iron-manganese) pelagic clays,
whereas those from Sites U1367-U1368 contained calcareous nannofossil oozes.
The sediment core samples from Site U1371 consisted of clay-bearing diatom
ooze and pelagic clay (Supplementary Figure 2). Pebble-sized manganese nodules
were observed on the seafloor and locally in sediments at Sites U1365-U1367
and U1369-U1370, but were absent at Site U1368, at which the water depth was
shallower than the expected CCD, and at Site U1371, which lay outside of the
SPG!6, The water depths at these sites ranged from 4289 m (U1367) to 5695 m
(U1365) below sea level. The basement ages ranged from the late Eocene (~33.5 Ma,
U1367) to the mid-Cretaceous (~100 Ma, U1365)!6. The average sedimentation
rates calculated from the total sediment thicknesses and age models!®° at each
SPG site were extremely low, ranging from 0.3 to 1 m Myr~1. At Site U1371°1%2,
the average sedimentation rate for the pelagic clay interval (0.33 m Myr~!) was
similar with those at other SPG sites, but that of the diatomaceous clay interval was
notably higher (10 m Myr—1). At SPG sites, dissolved oxygen was detected
throughout the sediment column, from the seafloor to the sedimentary basement,
suggesting an extremely low rate of oxygen consumption by subseafloor
microbial communities® (Supplementary Figure 2). In contrast, at Site U1371,
dissolved oxygen decreased to below the detection limit within 0.9 m below the
seafloor®.

The continental margin sediment samples used in this study were collected
during IODP Expedition 317 at Sites U1351 and U1352 in the Canterbury Basin
off New Zealand®? and at Site C9001 (i.e., IODP Site C0020) during JAMSTEC
cruise KY11-E06 off of the Shimokita Peninsula, Japan®%. The samples consisted of
sandy silt, silt, sandy to silty clay, and diatomaceous clay. Siliciclastic sediments
from the Canterbury Basin consisted dominantly of quartz and feldspar, with
common-to-rare mica and clay minerals. The diatomaceous sediments collected
from Site C9001 consisted mainly of clay and diatoms. The authigenic minerals in
the continental margin sediments were primarily opaque minerals (i.e., framboidal
pyrite). The average sedimentation rates, which were calculated from total
sediment thicknesses and age models determined on the basis of microfossil
assemblages and ash layers, ranged from 200 to 620 m Myr~1.

Resin-embedding processing. A total of 31 sediment samples (Supplementary
Table 2) were selected for the resin-embedding procedure!”. Sediments were sub-
sampled by inserting a plastic straw (3.8 mm in diameter) into the bulk sample.
Each sub-sample was cut into lengths of 1-2 mm and placed in plastic mini-
containers, which were immersed in 2% agarose at 37 °C, and then cooled to 4 °C
to solidify the agarose. The agarose-embedded sample plugs were gradually
dehydrated by sequential soaking in a series of ethanol solutions as follows: 30%,
50%, 70%, and 80% ethanol for 15-20 min at 4 °C, then 90% and 95% ethanol
for 15-20 min at room temperature, and then three times with 100% ethanol for
15-20 min at room temperature. These steps were followed by three washes with
n-butyl glycidyl ether (QY-1; Nissin EM, Tokyo, Japan) for 15-20 min at room
temperature. The sediment plugs were then sequentially immersed in mixtures
of QY-1 and Quetol 651 epoxy resin (TAAB, Aldermaston, UK) as follows: a

3:1 mixture for 1 h, a 2:1 mixture for 2 h, a 1:1 mixture for 3 h, a 1:2 mixture
overnight, a 1:3 mixture for 8 h, and 100% resin overnight. Finally, the sediment
plugs were heated in an oven at 37 °C for 12 h, followed by a gradual temperature
increase to 60 °C for 24 h, after which the resin was cured in an oven at 60 °C
for 24 h.

Scanning electron microscopy. Resin-embedded sediment samples were cut with
a diamond knife installed on an RX-860 Rotary microtome (Yamato Kohki
Industrial Co. Ltd., Japan). The microtome-cut sample surfaces were coated with
carbon using a CADE-E carbon coater (Meiwafosis, Japan). Images of the

coated samples were obtained with a JSM-6500F SEM (JEOL, Tokyo, Japan). EDS
analysis was performed at 10kV to measure the qualitative composition of the
microparticles and elemental distribution in the samples. Backscattered electron
images were obtained at 7kV to measure the number and diameter of micro-
particles within a 250 x 400 pm image window. The number of microparticles in
the SEM image data was converted into a volume concentration through image
analysis (Supplementary Figure 4), which was based on the assumption that the 2D
image-based areal ratio was equal to the volume ratio®>. We then estimated the
number of microparticles per unit volume. The global number of microparticles
was estimated based on the global distribution of oxic sediments in pelagic
environments (Supplementary Figure 1)® and the proportion of pelagic clay in

sediment cores®.

Density concentration. Twelve samples were selected for sequential density
concentration (Supplementary Table 2) using sodium polytungstate (SPT; Some-
tu, Germany) solutions adjusted to densities of 2.20, 2.35, 2.61, 2.66, 2.70, and
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2.80 g cm 3. First, 15 g sub-samples were mixed with distilled water in a centrifuge
bottle and shaken at 500-1000 rpm for 5 min. Then, the samples were centrifuged
at 2200g for 15 min, and the supernatant was removed. These steps (resuspension
in distilled water, centrifugation, and supernatant removal) were repeated until
the electric conductivity (EC) of the supernatant was below 70 uS cm~1. Next,
the remaining materials were suspended in a SPT solution adjusted to a density
of 2.80 gcm ™3 and centrifuged at 2200g for 15 min, after which the floating
materials were resuspended and centrifuged in sequential lower density SPT solu-
tions. The remaining materials were resuspended in distilled water, centrifuged at
2200g for 15 min, and the supernatant removed. These steps were repeated to
remove the SPT (EC < 70 uS cm~!). We conducted further density concentration
with 3.0 g cm—3 SPT solution to confirm that all materials floated from the samples.
Subsequently, we filtered the remaining material from each step and confirmed
via SEM that Mn-microparticles appeared when the SPT solution density exceeded
2.35gcm—3, and the proportion increased when the SPT solution density excee-
ded 2.7 gcm~3. Therefore, the isolated samples were estimated to have a density
range of 2.35-3.0 gcm~3; in subsequent sample processing and analyses, we used
the remaining materials processed with SPT solutions with densities exceeding
2.70 gcm~3 SPT.

Flow cytometry and particle sorting. Density-concentrated samples were sus-
pended in 0.1 M NaCl solution and further processed; Mn-microparticles were
enriched using a Moflo XDP cell sorter (Beckman Coulter, Brea, CA, USA). During
Mn-microparticle enrichment, forward-scatter and side-scatter signal from a 488-
nm laser, as well as the absence of fluorescence under a 355 nm laser, were found to
be effective for selectively harvesting up to 80-95% of sorted the Mn-
microparticles. Then, 1.25 x 10° microparticles were sorted into a pre-washed
(HNOj; and HF) plastic vial containing 50 uL HEPES buffer (10 nM, pH 7.4).

Synchrotron-based X-ray micro-computed tomography. X-ray uCT imaging
was performed using the Super Photon ring-8 (Spring-8) GeV at the synchrotron
radiation facility in Hyogo, Japan°. For the imaging, a small amount of separated
sample was mounted on gecko adhesive®’ (Nitto Denko Co. Ltd., Japan) and
scanned at an X-ray energy of 8 keV with an exposure time of 150 ms and rotary
table angular resolution of 0.2°. Scanned X-ray uCT data were reconstructed via the
filter backprojection method to produce cross-sectional Tag Image File Format
(TIFF) images at 70 nm pixel size>¢. 3D visualization of the uCT images was
performed using OsiriX image processing software.

Focused-ion beam sectioning. Small amounts of separated samples were mounted
on silicon wafers. After deposition of a carbon or tungstate protective layer, the
microparticles on silicon wafers were cut to a thickness of <1 pm using a Ga-ion
beam in an FIB apparatus (Hitachi SMI4050, Japan) and then transferred to

Cu grids using a micromanipulator$.

Transmission electron microscopy. FIB-cut microparticles were observed and
analyzed using a JEM-ARM200F TEM equipped with an EDS (JEOL, Tokyo,
Japan) operated at 200 kV. Microparticle mineral components were identified by
the chemical compositions obtained via EDS analysis and the selected-area ED
patterns in TEM>®.

Inductively coupled plasma-mass spectrometry. The separated samples were
decomposed in 1 mL of 6 M HNOj; and 0.2 mL of H,O,, dried, and then dissolved
in 3 mL of 3 M HNO;. High purity reagents (TAMAPURE AA-100 grade, Tama
Chemical, Japan) were used to minimize the chemical blank. Next, a 2 mL aliquot
of the sample solution was dried and dissolved in 0.15 M HNOj; containing 10 ppb
indium. The abundances of major and trace elements were measured using an
Agilent 7700 ICP-MS, in which indium served as an internal standard. Isobaric
interferences of Ba, Nd, Sm, Eu, Gd, and Tb with Eu, Gd, Tb, Dy, Ho, Er, Tm, Yb,
and Lu were corrected using the corresponding elemental oxide production ratios
(MO*/M™") measured before and after analysis. All of the chemical analyses were
performed in a clean room environment. To confirm the elemental compositions of
the Mn-microparticles, we also conducted relative element composition analyses
on separated microparticles (rn = 100) using SEM-EDS. The results showed that, in
the separated samples, only the Mn-microparticles contained manganese; thus
ICP-MS manganese data were used to standardize and calculate the mass of other
elements in the ICP-MS data. We also calculated the proportions of major Mn-
microparticle elements (Mg, Al, K, Ca, Ti, Mn, and Fe) in the bulk sediment
samples?!. The REE values were plotted normalized to the Post-Archean Australian
Shale (PAAS) values®. The Ce anomaly (Ce/Ce*) was also calculated by defining
(Ce/Ce*) = Cen/(Lal/2Pr1/2),80, where the subscript N denotes the PAAS-
normalized abundance.

XAFS spectroscopy. To determine the major redox state of manganese and iron in
the bulk sediment sample, Mn K-edge and Fe K-edge X-ray absorption fine
structure (XAFS) spectra were measured at the Photon Factory, High Energy
Accelerator Research Organization (KEK-PF, Tsukuba, Japan)®. The spectra were
collected in the fluorescence yield mode using a 19-element solid state detector,

except for reference materials, which were measured in transmission mode. The
X-ray absorption near edge structure (XANES) for manganese and iron and
EXAFS for manganese were normalized and analyzed using REX2000 XAFS ana-
lysis software (Rigaku, Japan).

Synchrotron-based STXM. To determine the redox state of the Mn-micro-
particles, FIB-cut Mn-microparticles were also subjected to near-edge X-ray
absorption fine structure (NEXAFS) spectra measurement at the Mn L-edge and Fe
L-edge using an STXM apparatus at KEK-PF47. For the STXM reference spectra
measurement, the powdered reagent was deposited on a Formvar-coated Cu grid.
Also, to examine redox changes during repeated Mn(IV) reference (i.e., 8-MnO,)
measurements at the Mn L-edge, sequences of transmission X-ray images (image
stacks) were collected at photon energies spanning the relevant absorption edges
(630-650 eV for the Mn L-edge and 700-720 eV for the Fe L-edge). The image
stacks were aligned via spatial cross-correlation analysis, and NEXAFS spectra were
obtained using IDL aXis2000 software (Hitchcock, and IDL-based analytical
package, http://unicorn.mcmaster.ca).

Thermodynamic calculations. To estimate the saturation conditions under which
manganese minerals precipitate, thermodynamic calculations were conducted for
Mn(IV) and Mn(II) minerals using Visual MINTEQ 3.0 software®!. We used the
porewater chemical concentrations measured onboard!? in these calculations.

Data availability
Data supporting the findings of this study are included in this published Article
and its Supplementary Information files.

Received: 29 July 2017 Accepted: 7 January 2019
Published online: 06 February 2019

References

1. Chukhrov, F. V. et al. Manganese minerals in clays: a review. Clay Clay Miner.
5, 346-354 (1980).

2. Post, ]. E. Manganese oxide minerals: crystal structures and economic and
environmental significance. Proc. Natl Acad. Sci. USA 96, 3447-3454 (1999).

3. Hein, J. R, Mizell, K., Koschinsky, A. & Conrad, T. A. Deep-ocean mineral
deposits as a source of critical metals for high- and green-technology
applications: comparison with land-based resources. Ore Geol. Rev. 51, 1-14
(2013).

4.  Shacklett, H. T. & Boerngen, E. G. Element concentrations in soils and other
surficial materials of the conterminous United States. US Geol. Surv. Prof.
Paper 1270, 1-105 (1984).

5.  Burdige, D. J. The biogeochemistry of manganese and iron reduction in
marine sediments. Earth Sci. Rev. 35, 249-284 (1993).

6. Takahashi, Y. et al. Transfer of rare earth elements (REE) from manganese
oxides to phosphates during early diagenesis in pelagic sediments inferred
from REE patterns, X-ray absorption spectroscopy, and chemical leaching
method. Geochem. J. 49, 653-674 (2015).

7. Murray, J. & Renard, A. Report on Deep-sea Deposits Based on the Specimens
Collected During the Voyage of HMS Challenger in the Years 1872 to 1876
(H. M. S. Stationery Office, 1891).

8. D’Hondt, S. et al. Presence of oxygen and aerobic communities from sea
floor to basement in deep-sea sediments. Nat. Geosci. 8, 299-304 (2015).

9.  Yasukawa, K., Nakamura, K., Fujinaga, K., Iwamori, H. & Kato, Y. Tracking
the spatiotemporal variations of statistically independent components
involving enrichment of rare-earth elements in deep-sea sediments. Sci. Rep. 6,
29603 (2016).

10. Mews, J. et al. Impact of depositional and biogeochemical processes on small
scale variations in nodule abundance in the Clarion-Clipperton Fracture Zone.
Deep-Sea Res. I 91, 125-141 (2014).

11. Wegorzewski, A. V. & Kuhn, T. The influence of suboxic diagenesis on the
formation of manganese nodules in the Clarion Clipperton nodule belt of
the Pacific Ocean. Mar. Geol. 357, 123-138 (2014).

12. Takahashi, Y., Manceau, A., Geoffroy, N., Marcus, M. A. & Usui, A.
Chemical and structural control of the partitioning of Co, Ce, and Pb in marine
ferromanganese oxides. Geochim. Cosmochim. Acta 71, 984-1008 (2007).

13. Usui, A. & Ito, T. Fossil manganese deposits buried within DSDP/ODP cores,
Legs 1-126. Mar. Geol. 119, 111-136 (1994).

14. von Stackelberg, U. Pumice and buried manganese nodules from the
equatorial North Pacific Ocean. Geol. Jahrb. D 87, 229-286 (1987).

15. Pattan, J. N. Manganese micronodules: a possible indicator of sedimentary
environments. Mar. Geol. 113, 331-344 (1993).

16. D’Hondt, S., Inagaki, F., Alvarez Zarikian, C. A. & the Expedition 329
Scientists. South Pacific gyre subseafloor life. In Proc. of the Integrated Ocean

8 | (2019)10:400 | https://doi.org/10.1038/s41467-019-08347-2 | www.nature.com/naturecommunications


http://unicorn.mcmaster.ca
www.nature.com/naturecommunications

ARTICLE

17.

18.

19.

20.
21.
22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

Drilling Program Vol. 329 (Integrated Ocean Drilling Program Management
International, 2011).

Uramoto, G.-I, Morono, Y., Uematsu, K. & Inagaki, F. An improved sample
preparation method for imaging microstructures of fine-grained marine
sediment using microfocus X-ray computed tomography and scanning
electron microscopy. Limnol. Oceanogr. Methods 12, 469-483 (2014).
Wagai, R,, Kajiura, M., Asano, M. & Hiradate, S. Nature of soil organo-
mineral assemblage examined by sequential density fractionation with and
without sonication: Is allophanic soil different? Geoderma 241, 295-305
(2015).

Morono, Y., Terada, T., Kallmeyer, J. & Inagaki, F. An improved cell
separation technique for marine subsurface sediments: applications for high-
throughput analysis using flow cytometry and cell sorting. Environ. Microbiol.
15, 2841-2849 (2013).

Broadus, J. M. Seabed. Mater. Sci. 235, 853-860 (1987).

Dunlea, A. G. et al. Dust, volcanic ash, and the evolution of the South Pacific
Gyre through the Cenozoic. Paleoceanography 30, 1078-1099 (2015).
Bonatti, E., Kraemer, T. & Rydell, H. in Ferromanganese Deposits on the Ocean
Floor (ed. Horn, D.) 149-165 (National Science Foundation, Washington,
1972).

Templeton, A. S. et al. A seafloor microbial biome hosted within incipient
ferromanganese crust. Nat. Geosci. 2, 872-876 (2009).

Hein, J. R., Koschinsky, A. & Mc Intyre, B. R. Mercury- and silver-rich
ferromanganese oxides, southern California borderland: deposit model and
environmental implications. Econ. Geol. 100, 1151-1168 (2005).

Asavin, A. M., Kubrakova, I. V., Mel'nikov, M. E., Tyutyunnik, O. A. &
Chesalova, E. I. Geochemical zoning in ferromanganese crusts of Ita-MaiTai
guyot. Geochem. Int. 48, 423-445 (2010).

Baturin, G. N. & Dubinchuck, V. T. On the composition of ferromanganese
nodules of the Indian Ocean. Dokl. Earth Sci. 434, 1179-1183 (2010).

Surya Prakash, L. et al. Distribution of REEs and yttrium among major
geochemical phases of marine Fe-Mn-oxides: comparative study between
hydrogenous and hydrothermal deposits. Chem. Geol. 312-313, 127-137 (2012).
Muifios, S. B. et al. Deep-sea Fe-Mn crusts from the northeast Atlantic Ocean:
composition and resource considerations. Mar. Georesour. Geotechnol. 31,
40-70 (2013).

Calvert, S. E. & Price, N. B. Geochemical variation in ferromanganese nodules
and associated sediments from the Pacific Ocean. Mar. Chem. 5, 43-74 (1977).
Hein, J. R, Yeh, H.-W., Gunn, S. H., Gibbs, A. E. & Wang, C.-H. Composition
and origin of hydrothermal ironstones from central Pacific seamounts.
Geochim. Cosmochim. Acta 58, 179-189 (1994).

Hein, J. R,, Schulz, M. S., Dunham, R. E,, Stern, R. J. & Bloomer, S. H. Diffuse
flow hydrothermal manganese mineralization along the active Mariana and
southern Izu-Bonin arc system, western Pacific. J. Geophys. Res. 113, BO8S14
(2008).

Dekov, V. M. et al. Metalliferous sediments from Eolo Seamount (Tyrrhenian
Sea): hydrothermal deposition and re-deposition in a zone of oxygen
depletion. Chem. Geol. 264, 347-363 (2009).

Kuhn, T., Bau, M., Blum, N. & Halbach, P. Origin of negative Ce anomalies in
mixed hydrothermal-hydrogenetic Fe-Mn crusts from the Central Indian
Ridge. Earth Planet. Sci. Lett. 163, 207-220 (1998).

Josso, P. et al. A new discrimination scheme for oceanic ferromanganese
deposits using high field strength and rare earth elements. Ore Geol. Rev. 87,
3-15 (2017).

Jarvis, L. in Initial Reports of Deep Sea Drilling Project, Vol. 85 (eds. Mayer, L.
et al.) 781-804 (U.S. Government Printing Office, Washington, 1985).
Marchig, V., Erzinger, J. & Heinze, P.-H. Sediment in the black smoker area
of the East Pacific Rise (18.5°S). Earth Planet. Sci. Lett. 79, 93-106

(1986).

Barret, T. J. & Jarvis, I. Rare earth element geochemistry of metalliferous
sediments from DSDP LEG 92: the East Pacific Rise Transect. Chem. Geol. 67,
243-259 (1988).

Glasby, G. P. in Marine Geochemistry (eds. Schulz, H. D. & Zabel, M.)
371-427 (Springer, Berlin, 2006).

Elderfield, H. & Schultz, A. Mid-ocean ridge hydrothermal fluxes and the
chemical composition of the ocean. Annu. Rev. Earth Planet. Sci. 24, 191-224
(1996).

Wu, J., Wells, M. L. & Rember, R. Dissolved iron anomaly in the deep
tropical-subtropical Pacific: evidence for long-range transport of
hydrothermal iron. Geochim. Cosmochim. Acta 75, 460-468 (2011).

Resing, J. A. et al. Basin-scale transport of hydrothermal dissolved metals
across the South Pacific Ocean. Nature 523, 200-203 (2015).

Neumann, T., Heiser, U., Leosson, M. A. & Kersten, M. Early diagenetic
processes during Mn-carbonate formation: evidence from the isotopic
composition of authigenic Ca-rhodochrosites of the Baltic Sea. Geochim.
Cosmochim. Acta 66, 867-879 (2002).

Ingram, W. C,, Meyers, S. R., Shen, Z., Xu, H. & Martens, C. S. Manganese
enrichments near a large gas-hydrate and cold-seep field: a record of past
redox and sedimentation events. Dep. Rec. 2, 142-153 (2016).

44. Hiusler et al. Massive Mn carbonate formation in the Landsort Deep
(Baltic Sea): hydrographic conditions, temporal succession, and Mn budget
calculations. Mar. Geol. 395, 260-270 (2018).

45. Franklin, M. L. & Morse, ]. W. The interaction of manganese(II) with the surface
of calcite in dilute solutions and seawater. Mar. Chem. 12, 241-254 (1983).

46. Dromgoole, E. L. & Walter, L. M. Iron and manganese incorporation into
calcite: effects of growth kinetics, temperature and solution chemistry.
Chem. Geol. 81, 331-336 (1990).

47. Takeichi, Y. et al. Design and performance of a compact scanning transmission
X-ray microscope at the Photon Factory. Rev. Sci. Instr. 87, 013704 (2016).

48. Nomura, M. & Koyama, A. Performance of a beamline with a pair of bent
conical mirrors. Nucl. Instr. Meth. Phys. Res. A 467-468, 733-736 (2001).

49. Thurman, H. V. & Trujillo, A. P. Introductory Oceanography 10th edn
(Prentice-Hall, New Jersey, 2003).

50. Dunlea, A. G. et al. Cobalt-based age models of pelagic clay in the South
Pacific Gyre. Geochem. Geophys. Geosyst. 16, 2694-2710 (2015).

51. Suto, I. & Uramoto, G.-I. Data report: diatom biostratigraphy of IODP Site
U1371 in the South Pacific Ocean. In Proc. of the Integrated Ocean Drilling
Program Vol. 329 (Integrated Ocean Drilling Program Management
International, 2015).

52. Cortese, G. & Alvarez Zarikian, C. A. Data report: radiolarian occurrences at
IODP Expedition 329 Site U1371. In Proc. of the Integrated Ocean Drilling
Program Vol. 329 (Integrated Ocean Drilling Program Management
International, 2015).

53. Fulthorpe, C. S., Hoyanagi, K., Blum, P. & the Expedition 317
Scientists. Canterbury Basin sea level. In Proc. of the Integrated Ocean Drilling
Program Vol. 317 (Integrated Ocean Drilling Program Management
International, 2011).

54. Aoike, K. et al. Paleoceanographic history of offshore Shimokita Peninsula for
the past 800,000 years based on primary analyses on cores recovered by D/V
CHIKYU during the shakedown cruises. Fossils 87, 65-81 (2010).

55. Weibel, E. R. Measuring through the microscope: development and evolution
of stereological methods. J. Microsc. 155, 393-403 (1989).

56. Uesugi, K., Takeuchi, A. & Suzuki, Y. Development of micro-tomography system
with Fresnel zone plate optics at SPring-8. Proc. SPIE 6318, 63181F (2006).

57. Maeno, Y. & Nakayama, Y. Geckolike high shear strength by carbon nanotube
fiber adhesives. Appl. Phys. Lett. 94, 012103 (2009).

58. Tomioka, N., Miyahara, M. & Ito, M. Discovery of natural MgSiO; tetragonal
garnet in a shocked chondritic meteorite. Sci. Adv. 2, 1501725 (2016).

59. Pourmand, A., Dauphas, N. & Ireland, T. J. A novel extraction
chromatography and MC-ICP-MS technique for rapid analysis of REE,

Sc and Y: revising CI-chondrite and post-archean Australian Shale (PAAS)
abundances. Geochim. Cosmochim. Acta 53, 197-214 (1989).

60. Akagi, T. & Masuda, A. A simple thermodynamic interpretation of Ce
anomaly. Geochem. J. 32, 301-314 (1998).

61. Gustafsson, J. P. Visual MINTEQ 3.1 User Guide (Department of Land and
Water Resources Engineering, Royal Institute of Technology, Stockholm,
Sweden, 2008).

Acknowledgements

The samples used in this study were collected during IODP Expeditions 317 and 329 of
the JOIDES Resolution and Japan Agency for Marine-Earth Science and Technology
(JAMSTEC) cruise KY11-E06 aboard the R/V Kaiyo. We deeply appreciate the work of
the shipboard crews, operational team members, and shipboard scientists who collected
the sediment core samples. We would like to thank Drs. S. D’Hondt, R. Murray, A.
Dunlea, A. Usui, and Y. Suzuki for the useful discussions, and T. Terada for his technical
assistance in the laboratory. The synchrotron-based analyses were performed with the
approval of the Japan Synchrotron Radiation Research Institute (2014A1239, 2014B1367,
2014B1372, 2015B1168, 2015B1168, 2015B1218, 2015B1487, 2016A1339, 2017A1103,
2017A1104, 2017B1239, 2017A1240, 2018A1419, and 2018A1421) and the High Energy
Accelerator Research Organization (201352-003, 2016S-002, and 16G632). This study
was supported in part by the Japan Society for the Promotion of Science (JSPS) Strategic
Fund for Strengthening Leading-Edge Research and Development (to JAMSTEC and
F.L), the JSPS Funding Program for Next Generation World-Leading Researchers
(GR102 to F.I), JSPS Grant-in-Aid for Scientific Research (24687004 and 15H05608 to
Y.M,, 25871219 to G.-L.U., 15H02810 to R.W., 18H04134, 17H06458 and 17H04582 to
Y.T., and 26251041 to F.L), JSPS Grant-in-Aid for JSPS Fellows (14J00199 to G.-1.U.),
and Ministry of Education, Culture, Sports, Science, and Technology (MEXT) Fund
Leading Initiative for Excellent Young Researchers (to Kochi University and G.-LU.).

Author contributions

G.-LU,, Y.M,, and F.I designed the study; G.-LU. performed resin-embedding processing
and SEM image analysis; G.-L.U. and R-W. performed density concentration processing;
G.-L.U,, Y.M,, and N.T. performed FIB processing and TEM observations; G.-L.U. and
Y.M. performed flow cytometry/particle sorting processing; S.W. performed ICP-MS
analysis; G.-L.U,, Y.M,, K.U,, A.T., M.H. and Y.S. performed imaging via X-ray uCT;
G.-LU, Y.M,, SM,, H.S,, Ya.T. and Yo.T. performed STXM analysis; G.-I.U. and F.S.

| (2019)10:400 | https://doi.org/10.1038/s41467-019-08347-2 | www.nature.com/naturecommunications 9


www.nature.com/naturecommunications
www.nature.com/naturecommunications

ARTICLE

compiled published bulk sediment composition data; G.-1.U., Y.M. and Yo.T. performed
XAFS measurements; RN. and Yo.T. performed XANES and EXAFS spectral analysis;
R.N. conducted thermodynamic calculations; and G.-LU., Y.M. and F.I. were the primary
authors of the manuscript, with input from all other co-authors.

Additional information
Supplementary Information accompanies this paper at https://doi.org/10.1038/s41467-
019-08347-2.

Competing interests: The authors declare no competing interests.

Reprints and permission information is available online at http://npg.nature.com/
reprintsandpermissions/

Journal peer review information: Nature Communications thanks the anonymous
reviewers for their contribution to the peer review of this work. Peer reviewer reports are
available.

Publisher’s note: Springer Nature remains neutral with regard to jurisdictional claims in
published maps and institutional affiliations.

Open Access This article is licensed under a Creative Commons

BY Attribution 4.0 International License, which permits use, sharing,
adaptation, distribution and reproduction in any medium or format, as long as you give
appropriate credit to the original author(s) and the source, provide a link to the Creative
Commons license, and indicate if changes were made. The images or other third party
material in this article are included in the article’s Creative Commons license, unless
indicated otherwise in a credit line to the material. If material is not included in the
article’s Creative Commons license and your intended use is not permitted by statutory
regulation or exceeds the permitted use, you will need to obtain permission directly from
the copyright holder. To view a copy of this license, visit http://creativecommons.org/
licenses/by/4.0/.

© The Author(s) 2019

10 | (2019)10:400 | https://doi.org/10.1038/s41467-019-08347-2 | www.nature.com/naturecommunications


https://doi.org/10.1038/s41467-019-08347-2
https://doi.org/10.1038/s41467-019-08347-2
http://npg.nature.com/reprintsandpermissions/
http://npg.nature.com/reprintsandpermissions/
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
www.nature.com/naturecommunications

