'," frontiers

in Marine Science

ORIGINAL RESEARCH
published: 27 January 2022
doi: 10.3389/fmars.2022.811953

OPEN ACCESS

Edited by:
Sunil Kumar Singh,
Physical Research Laboratory, India

Reviewed by:

Martha Gledhil,

Helmholtz Association of German
Research Centres (HZ), Germany
Juan Santos Echeandia,

Spanish Institute of Oceanography
(IEQ), Spain

*Correspondence:
Wytze K. Lenstra
w.k.lenstra@uu.nl

Specialty section:

This article was submitted to
Marine Biogeochemistry,

a section of the journal
Frontiers in Marine Science

Received: 09 November 2021
Accepted: 07 January 2022
Published: 27 January 2022

Citation:

Lenstra WK, van Helmond NAGM,
Zygadiowska OM, van Zummeren R,
Witbaard R and Slomp CP (2022)
Sediments as a Source of Iron,
Manganese, Cobalt and Nickel to
Continental Shelf Waters (Louisiana,
Gulf of Mexico).

Front. Mar. Sci. 9:811953.

doi: 10.3389/fmars.2022.811953

Check for
updates

Sediments as a Source of Iron,
Manganese, Cobalt and Nickel to
Continental Shelf Waters (Louisiana,
Gulf of Mexico)

Wytze K. Lenstra™, Niels A. G. M. van Helmond', Olga M. Zygadtowska,
Roosmarijn van Zummeren', Rob Witbaard? and Caroline P. Slomp’

" Department of Earth Sciences —Geochemistry, Utrecht University, Utrecht, Netherlands, ? Department of Estuarine and
Delta Systems, NIOZ, Netherlands Institute for Sea Research, Utrecht University, Utrecht, Netherlands

Continental shelf sediments are a key source of trace metals to the ocean. In this study,
we investigate the impact of sedimentary processes on water column concentrations of
iron (Fe), manganese (Mn), cobalt (Co), and nickel (Ni) at five stations on the Louisiana
continental shelf and slope, Gulf of Mexico. The highest trace metal concentrations were
observed close to the seafloor at the most nearshore shelf station (water depth of 16
m), with most of the metals present in particulate form. This enrichment in the bottom
water is likely the combined effect of input of trace metals in suspended matter from
the Mississippi/Atchafalaya Rivers and, for Mn, Co, and Ni, benthic release from the
shelf sediments. While particulate matter was the dominant carrier of Fe and Mn in
bottom waters in the shelf and slope regions, Co and Ni were nearly exclusively present
in dissolved form. Hence, lateral transport of Co and Ni in shelf waters is decoupled
from that of Fe and Mn. Concentrations of particulate and dissolved trace metals in
the water column generally decreased from the shelf to the slope, while those in the
sediment increased. This suggests an increased retention of metals deposited on the
sediment with distance from the coast, linked to the decrease in organic matter input
and associated reductive sediment processes. The offshore decline in sediment trace
metal mobilization is likely typical for river-dominated continental margins where most
organic matter is deposited close to the coast.

Keywords: bio-essential, benthic flux, organic matter, trace metals, lateral transport, GEOTRACES

1. INTRODUCTION

Continental shelf sediments are a key source of bio-essential trace metals, such as iron (Fe),
manganese (Mn), cobalt (Co), and nickel (Ni), to ocean waters (Lam and Bishop, 2008; Lam et al.,
2012; Noble et al., 2017). High benthic release of trace metals is expected on river-dominated
margins because of the continuous supply of particulate material (Meybeck, 2003; Severmann et al.,
2010; Lenstra et al., 2019). Transport of trace metals from the coastal zone to the open ocean
typically involves one or more cycles of benthic release, lateral transport in the water column and
redeposition in particulate form (Raiswell and Canfield, 2012). Further insight in this recycling is
essential for our understanding of present-day trace metal fluxes from the coastal to the open ocean
and how these fluxes may change in the future (Henderson et al., 2018).
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In shelf sediments, dissolved Fe and Mn is produced through
reductive dissolution of Fe and Mn oxy(hydr)oxides (henceforth
termed Fe and Mn oxides), driven by degradation of organic
matter and/or the associated production of reductants such as
sulfide (Burdige, 2006). Dissolved Co and Ni can be released in
parallel with Fe and Mn, either from Fe and Mn oxides upon
their reduction or from organic matter upon its degradation
(Goldberg, 1954; Tribovillard et al., 2006). The dissolved Fe
and Mn can then diffuse upwards and form Fe and Mn oxides
when surface sediments are oxic (Santos-Echeandia et al., 2009;
McManus et al., 2012; Dale et al., 2015). The Fe and Mn oxides,
in turn, can scavenge dissolved Co and Ni (Moffett and Ho, 1996;
Peacock and Sherman, 2007).

Some dissolved Fe, Mn, Co, and Ni may escape to the
overlying water, however, even when bottom waters are oxic. This
occurs, for example, when the oxic surface layer of the sediment
is very thin and the kinetics of oxidation of dissolved metals in
the porewater are not fast enough to allow for formation of metal
oxides in the sediment (Slomp et al., 1997; Severmann et al.,
2010; Klar et al.,, 2017). Bioirrigation by macrofauna can lead
to bypassing of the oxic surface sediment by creating a direct
transport pathway between porewaters at depth in the sediment
and overlying waters (Thamdrup et al., 1994; Lenstra et al., 2019).
Benthic release of metals is also modulated by the availability
of sulfide in porewaters because Fe, Mn, Co, and Ni can be
retained in authigenic sulfide minerals (Huerta-Diaz and Morse,
1992; Tribovillard et al., 2006; Large et al., 2014). In particular,
the availability of reactive Fe oxides versus sulfide produced
through sulfate reduction can play a critical role in determining
the benthic release of metals (Lenstra et al., 2021a). In summary,
multiple factors control the benthic release of Fe, Mn, Co, and
Ni, including bottom water oxygen, oxygen penetration depth in
the sediment, the input and reactivity of the incoming organic
matter, macrofaunal activity and the rate of sulfide production in
the sediment (Sundby et al., 1986; McManus et al., 2012; Scholz
et al., 2014; Lenstra et al., 2019).

Trace metals in shelf and slope waters can be transported
offshore with currents and may undergo repeated cycles of
deposition and remobilization (Raiswell and Canfield, 2012;
Morton et al., 2019). While larger particles are expected to sink
and settle rapidly at the seafloor, smaller particles, and dissolved
species can be transported over large distances with only limited
deposition (Jeandel et al., 2015). In oxic waters, dissolved Fe(II)
and Mn(II) or Mn(III) can oxidize as particulate Fe and Mn
oxides. If these oxides then scavenge dissolved Co and Ni, the
water column transport of these trace metals will be coupled
to that of Fe and Mn (Little et al., 2015; Vance et al., 2016).
However, when organic ligands are present, dissolved Fe, Mn, Co,
and Ni can also remain in solution through organic complexation
(e.g., Gledhill and van den Berg, 1994; Oldham et al., 2017). We
currently do not know which of these mechanisms is dominant,
how this affects the distribution and transport of particulate
and dissolved trace metals in the water column and what role
remobilization of (trace) metals from shelf sediments plays
during this lateral transport.

In this study, we assess the potential role of sediment processes
in determining the distribution of particulate and dissolved Fe,

Mn, Co, and Ni in the water column at five stations along
an offshore transect on the Louisiana continental shelf and
slope. The shelf is strongly influenced by discharge of the
Mississippi/Atchafalaya Rivers and is subject to seasonal bottom
water hypoxia (oxygen concentrations <63 pwmol L™!; Rabalais
et al., 2002). Besides water column analyses of Fe, Mn, Co, and
Ni, we present the speciation of Fe in the suspended matter
and sediment, porewater profiles of Fe and Mn, sediment depth
profiles of Fe, Mn, Co, and Ni and in-situ benthic fluxes of
the same metals for the most nearshore stations. We observe
a distinct offshore decline in trace metal concentrations in the
water column, with particulate matter dominating the transport
of Fe and Mn near the seafloor while Co and Ni are mostly
present in dissolved form.

2. METHODS
2.1. Study Area and Sampling

Our study area is located along a water depth transect on
the Louisiana continental shelf and slope in the northern
Gulf of Mexico (Figurel). The coastal zone in this region
is strongly influenced by freshwater and nutrient inputs from
the Mississippi/Atchafalaya Rivers (Rabalais et al., 2002; Fennel
and Testa, 2019). A large part of the continental shelf, on
average approximately 14,000 km? for the period 1985-2020, is
seasonally hypoxic (Turner and Rabalais, 2019; Pitcher et al.,
2021). The hypoxia is mostly observed in water depths of 5 to
30 m and results from the combination of fresh-water-induced
stratification and local high primary production (Fennel and
Testa, 2019). Sediment oxygen uptake accounts for ca. 30%
of total oxygen uptake below the pycnocline and hence is
critical for hypoxia generation on the shelf (Fennel and Testa,
2019). Suspended matter and solutes derived from the Louisiana
continental shelf and slope are transported to the open ocean by

31°N -~
—15m
—120m
30°N —140m
| 60m
~—{80m
29°N {100 m
St.le | 200m
T St.2e —1300m
N 500 m
280N St.3e@ o —
S E 1000 m
‘ ‘ 1500 m
27N g | 2000 m
. ‘ 2500m
] 3000 m
94°W  93°W  92°W  91°W  90°W 89°W  88°W
FIGURE 1 | Locations of the five stations sampled on the Louisiana
continental shelf and slope, Gulf of Mexico in March 2018. Stars indicate the
main river mouths of the Atchafalaya River (yellow) and Mississippi River
(orange). This figure was made with Ocean Data View (Schlitzer, 2015).
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the Loop Current, which variably interacts with the continental
shelf (Charette et al., 2016; Mellett and Buck, 2020).

Sediment and water column samples were collected during a
cruise with R/V Pelagia in March 2018. A total of five stations
were sampled, of which two on the continental shelf and three
on the continental slope. Of the two continental shelf stations
one station (station 1) is located in an area of the shelf that
is regularly affected by hypoxia (Pitcher et al, 2021). Water
column depth profiles of temperature, salinity, density, and beam
transmission and dissolved oxygen were obtained with a CTD
profiler equipped with an oxygen sensor (SBE43). No oxygen
sensor measurements are available for stations 3 and 4. Water
samples at stations 1, 3, and 4 were collected with a regular
CTD. At stations 2 and 5, water samples were collected using
a TITAN-CTD frame, with 24 ultraclean sampling bottles of
24 L made of polyvinylidene fluoride and titanium (Rijkenberg
et al., 2015). The use of the regular CTD system might have
led to slightly higher concentrations of dissolved trace metal
concentrations, especially at stations 3 and 4. After deployment
the ultraclean CTD system was moved to a Class-100 container
for subsampling. At all stations, unfiltered samples for total
dissolvable Fe, Mn, Co, and Ni (henceforth termed TdFe, TdMn,
TdCo, and TdNi) were taken from the samplers using acid-
washed LDPE tubing. Samples for dissolved Fe, Mn, Co, and Ni
were obtained using a 0.2 um Sartobran 300 cartridge (Sartorius),
which was rinsed with 0.5 L of the sample prior to final collection
into the sample bottle. Samples were collected in acid-washed 60
mL LDPE bottles (Nalgene). Samples were acidified to pH 1.8
by adding 120 L of distilled (i.e., ultrapur) 10 M HCI to 60
mL of sample. Samples were stored at 4°C and brought to room
temperature before analysis. Sensor measurements and water
samples that were taken closest to the seafloor were assumed
to reflect the composition of bottom waters. In-situ pumping
to collect suspended matter was performed for 1-4 h near the
sea surface and near the seafloor at stations 1, 2, 3, and 5 using
two McLane pumps (1x WTS-LV, 1x WTS-LV Dual Filter). After
retrieval of the pumps, residual water in the filter heads was
removed by vacuum pumping and the filters (Supor, 0.8 um, 142
mm diameter) were placed in petri-dishes, sealed in plastic bags
and stored at —20°C.

Sediment cores at all stations were collected with an Oktopus
multi-corer (inner diameter: 10 cm) using polycarbonate tubes.
Only sediments with a minimum of ca. 10 cm overlying water and
an intact sediment surface were processed further. At all stations,
two bottom water samples were taken directly after core retrieval.
Sediment cores were sectioned at intervals of 0.5 to 3 cm under
a nitrogen atmosphere into 50 mL centrifuge tubes at 18°C. The
centrifuge tubes were centrifuged on board at 4,500 rpm for 25
min to extract porewater. Subsequently, the remaining sediment
was stored under a nitrogen atmosphere at —20°C for solid phase
analyses onshore. A second core was sliced into pre-weighed glass
vials at the same depth resolution and stored at —20°C upon the
determination of water content and 2!°Pb analysis.

Porewater and bottom water was filtered through disposable
nylon syringe 0.45 um pore size filters and subsampled under
a nitrogen atmosphere. A 0.5 mL subsample for sulfide analysis
was immediately transferred into a glass vial containing 2 mL 2%

zinc acetate. A subsample of 0.15 mL was transferred to a 2 mL
glass vial for sulfate (SO3") analysis. Subsamples for dissolved
Fe, Mn, Co, and Ni were acidified with 10 «L 10 M suprapur
HCI per mL of sample. Aliquots of the remaining porewater
were used to measure ammonium (NH}), nitrate (NO3), and
nitrite (NO5). All subsamples were stored at 4°C. In-situ benthic
flux measurements were carried out at station 1 and 2 with an
Albex lander (Witbaard et al., 2000). The sediment from all three
chambers per lander was sieved over a 0.5 mm mesh size to
collect macrofauna. These macrofauna samples were stored in
4% formaldehyde in plastic jars (Eleftheriou and McIntyre, 2007)
until determination and quantification.

2.2. Water Column Analyses

The concentration of Fe in water column samples was
determined by flow injection chemiluminescence with pre-
concentration detection (Klunder et al., 2011). Total dissolvable
Fe concentrations were determined 3 months after sample
collection. All samples per station were analyzed in triplicate in
the same run. The blank of acidified ultrapure water (pH = 1.8)
was 32 =% 39 pmol L7! (n = 194). The average limit of detection
(LOD), calculated as the standard deviation of the analysis of
oligotrophic seawater with known trace metal concentrations,
multiplied by 3, was 86 % 120 pmol L' (n = 19). The accuracy
of the system was checked daily using GEOTRACES reference
seawater. For the inhouse reference material (SLEW-3), we
measured an average value of 4.11 % 0.036 nmol L™!, consistent
with the community reference value of 4.09 £+ 0.017 nmol
L™, The concentrations of Co, Mn, and Ni were determined
by Inductively Coupled Plasma Mass Spectrometry (ICP-MS;
Nexion ICP-MS (Perkin Elmer)) after pre-concentration with an
SC-DX SeaFAST S2 (Elemental Scientific). Total dissolvable Co,
Mn, and Ni were determined 7 months after sample collection.
The LOD values for Co, Mn, and Ni were 0.027 £ 0.004, 0.11
+ 0.024, and 0.99 + 0.12 nmol L' (n=5), respectively, and the
values of the oligotrophic seawater were 0.77 =+ 0.9, 0.9 £ 0.5,
and 4.41 £ 0.52 nmol L™! (n=40), respectively. For the reference
material SLEW-3, values for Co, Mn and Ni of 2.56 £ 0.99, 29.01
+ 221, and 21.29 & 1.99 nmol L~! (n=12), respectively, were
obtained, consistent with the community reference values of 1.5
+ 0.36, 27.79 + 3.80, and 20.96 & 1.19 nmol L™!, respectively.
Further details on the Fe, Co, Mn, and Ni analyses are given in
Appendix Section 1.1.

Iron and Mn in suspended matter were determined on a
quarter of each Supor filter using a 4-step sequential extraction
procedure (Supplementary Table 3; based on Claff et al., 2010;
Raiswell et al., 2010; Lenstra et al.,, 2021b). After extraction,
all solutions were filtered through 0.45 um pore size filters
prior to analysis. Total Fe in the extraction solutions was
determined colorimetrically using the 1, 10-phenanthroline
method (Federation, Water Environmental). Both Fe(II) and
total Fe were measured in the 1 M HCI solution and Fe(III)
was calculated by subtracting the Fe(II) pool from total Fe.
The values of the blanks (i.e., filters without sample) for Fe
determination were 0.19 & 0.39 nmol L~! (n = 15). Total Mn
in the extraction solutions was determined colorimetrically using
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the formaldoxime method (Brewer and Spencer, 1971) but was
always below the detection limit (1 pmol L71).

2.3. Porewater Analyses and in-situ

Benthic Fluxes

Porewater samples for NH}, NO3, and NO; were analyzed on
board with Quattro gas-segmented continuous flow analysers
using the indophenolblue method (NHj; Koroleff, 1969)
and the sulphanyl-amide method (NO3 and NOj; Grasshoff
and Ehrhardt, 1983)). Porewater sulfide was determined
spectrophotometrically using phenylenediamine and ferric
chloride (Cline, 1969). Porewater samples for SOﬁ' were
analyzed by ion-chromatography. Dissolved Fe and Mn were
analyzed by Inductively Coupled Plasma Optical Emission
Spectroscopy (ICP-OES; Spectro Arcos). Dissolved Co and
Ni were analyzed by ICP-MS. Porewater concentrations were
around or below the detection limit (0.5 and 0.8 wmol L™,
respectively) and are therefore not presented.

Diffusive fluxes of dissolved Fe and Mn (mmol m—2 d—1)
across the sediment-water interface were calculated using Fick’s
first law of diffusion taking into account porosity, ambient
salinity, pressure, and temperature at each station using the
R package: marelac (Soetaert et al, 2010). In-situ fluxes of
oxygen, DIC, Fe, Mn, Co, and Ni across the sediment-water
interface were determined with a benthic lander, equipped with
three chambers made of the inert plastic delron. A detailed
description of the benthic lander and sample analysis is given in
Appendix Section 1.2.

2.4. Solid Phase Analyses

All sediments were freeze-dried and the porosity was determined
from the weight loss upon freeze drying. Freeze-dried sediments
were ground and homogenized using an agate mortar and pestle
inside an argon-filled glovebox and subsequently separated into
a fraction that was stored under oxic conditions (oxic fraction)
and a fraction that was stored under an argon atmosphere
(anoxic fraction). Speciation of solid phase Fe and sulfur (S) was
determined on the anoxic subsamples to avoid oxidation artifacts
(Kraal et al., 2009). All other analyses were performed on the oxic
subsamples.

To determine the total elemental concentrations of aluminum
(Al), Co, Fe, Mn, Ni, and S, ca. 125 mg of sediment was
digested in 2.5 ml mixed acid (HNO;:HCIO,; 2:3) and 2.5 ml
40% HF at 90°C. After fuming off the acids, the residue was
redissolved in 4.5% HNO;. The solutions were subsequently
analyzed on an ICP-OES. The analytical uncertainty based on
duplicates and triplicates was <1% for Al, <4.2% for Co,
<1.6% for Fe, <2.5% for Mn, <2.3% for Ni, and <1.7% for
S. A second subsample of circa 300 mg was decalcified with
2 wash steps of IM HCl (Van Santvoort et al, 2002) and
subsequently dried, powdered and analyzed for carbon (C) using
an elemental analyser (Fisons Instruments model NA 1500 NCS).
Organic C content was determined after correction for the
weight loss following decalcification. The analytical uncertainty
based on duplicates and triplicates was <0.07 wt%. An anoxic
subsample of ca. 50 mg was subjected to steps 1 to 5 of the
sequential extraction procedure for Fe (Supplementary Table 3).

Average analytical uncertainty, based on duplicates, was <7.5%
for all fractions. A second anoxic subsample of ca. 500 mg
was subjected to a sequential S-extraction according to Burton
etal. (2008) (Supplementary Table 3). Acid Volatile Sulfur (AVS)
and Chromium Reducible Sulfur (CRS) were determined by
iodometric titration of the alkaline Zn-acetate trap (Federation,
Water Environmental). The average analytical uncertainty based
on duplicates was <1.5 umol g~! for AVS and CRS. All solid
phase measurements were salt corrected based on porosity and
in-situ bottom water salinity (Table 1). Sediment accumulation
rates at all five stations were determined from depth profiles
of 210Pb. A detailed description of the 2!°Pb analysis and
determination of sediment accumulation rates is given in
Appendix Section 1.3.

3. RESULTS

3.1. General Water Column Characteristics
Vertical profiles of salinity, temperature, and density indicate
a stratified water column at all stations (Figure2). Bottom
water salinity ranged from 35 to 36.6 (Table 1). Bottom water
temperature decreased from 21.4°C at station 1 to 7.8°C
at station 5 (Tablel). A distinct offshore increase in the
beam transmission, which is inversely correlated with the
concentration of suspended particles (e.g., Wells and Kim, 1991),
was observed for the bottom water (Figure 2D). Only the bottom
water oxygen concentration at station 1 was in the hypoxic range
(i.e., 56 wmol L~1; Table 2).

3.2. Water Column Fe, Mn, Co, and Ni

Water column concentrations of total dissolvable and dissolved
Fe, Mn, Co, and Ni were highest at station 1 and decreased
offshore toward station 5, with, for Co and Ni some variation
at stations 3 and 4 that might be related to the use of a regular
instead of the ultraclean CTD (Figures 3, 4). The offshore decline
is particularly apparent when comparing total dissolvable metals
in bottom waters at station 1 and 5: here, we observe a decrease
from 15800 to 4.5 nmol L~! for TdFe, from 926 to 2.8 nmol L~}
for TdMn, from 8.5 to 0.2 nmol L~! for TdCo and from 24.7 to
4.4 nmol L~! for TdNi (Figures 3, 4). In some cases, trace metal
concentrations were elevated close to the sea surface, for example
as observed for total and dissolved Mn, Co, and Ni at station 2

TABLE 1 | Coordinates, water depth, bottom water salinity, and temperature at
the 5 stations sampled on the Louisiana continental shelf and slope.

station location Latitude Longitude Water depth Salinity Temperature

N w mbss °C
St. 1 Shelf  28°48.546" 91°20.116 16 35.6 21.4
St. 2 Shelf  28°26.621" 91°20.235' 53 36.4 20.4
St. 3 Slope  28°0.400" 91°16.380/ 130 36.6 20.2
St. 4 Slope 27°54.535" 91°15.554 288 35.7 13.5
St. 5 Slope 27°44.216" 91°13.515 546 35.0 7.8

Unit mbss is meters below sea surface.
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FIGURE 2 | Contour plots for the offshore transect shown in figure 1 for (A): temperature (°C); (B): salinity; (C): density (kg m~2) and (D) beam transmission (%). This
figure was made with Ocean Data View (Schlitzer, 2015). Note that the bottom feature in beam transmission offshore of station 2 is an artifact of the contour plot.

TABLE 2 | Key station characteristics: bottom water oxygen (O,) is the average oxygen concentration at the start of the in-situ benthic chamber incubations (stations 1

and 2) or from the CTD (station 5).

station O, Bottom water O, uptake NOj; penetration depth Sed. rate Organic C Carbon oxidation rate Macrafaunal density
wmol L1 mmol m=2 d~! cm cmyr1 wt % mmol m~2 d-1 ind. m~2

St. 1 56.2+2.8 17.3£0.76 1.75 1.6 0.83 50 141+£20

St. 2 184+0.03 26.1+£10.5 0.25 1.5 1.10 30 49425

St. 3 n.a. n.a. 1.75 0.2 0.54 n.a. n.a.

St. 4 n.a. n.a. 2.75 0.15 1.33 n.a. n.a.

St. 5 119.2 n.a. 7.5 0.27 1.19 n.a. n.a.

O, uptake is calculated from the change in O, concentrations in lander boxes (Supplementary Figure 1). NO3 penetration depth (Supplementary Figure 4). Sedimentation rate
based on 2'°Pb depth profiles (Supplementary Figure 2). Organic carbon content in the surface sediment (0-0.5 cm). Carbon oxidation rate is based on the in-situ measured benthic
flux of DIC. Macrofaunal density (individuals m=2), species specific data per chamber are available in Supplementary Tables 1 and 2. n.a. is not available.

(Figure 3). The lowest concentrations of dissolved Fe, Mn, Co,
and Ni in the water column were observed at station 5 (average
of 0.65, 0.95, 0.14, 3.3 nmol L™, respectively).

Dissolved Fe accounted for only a small percentage of TdFe
at station 1 but this increased with distance from the coast to
station 5 (0.3 to 40%, respectively; Figure 4B). Dissolved Mn
accounted for an appreciable to major fraction of the TdMn pool,
accounting for 23 to 80%. Dissolved Co and Ni almost solely
accounted for the TdCo and TdNi pool, except at station 1 where
particulate Co and Ni were also present (Figures 4A,B).

Suspended matter collected from the bottom water was
enriched in Fe when compared to surface waters at the two shelf

stations (Table 3). For suspended matter samples, on average 13%
of the total Fe was extracted by ascorbic acid with the remainder
of the reactive Fe being distributed in varying amounts over the
other phases. Concentrations of Mn in the suspended matter
samples were below detection.

3.3. Sediment and Porewater

Geochemistry and Benthic Release

Sedimentation rates were much higher at the stations on the shelf
(1.5and 1.6 cm yr~!) than at those located on the slope (0.15-0.27
cm yr~!; Supplementary Figure 2 and Table 2). Organic carbon
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FIGURE 3 | Water column depth profiles in nmol L= of (A): TdFe and dissolved Fe; (B): TdMn and dissolved Mn; (C): TdCo and dissolved Co and (D) TdNi and
dissolved Ni, mbss is meter below sea surface. Note that the water samples at stations 1, 3, and 4 were collected with a regular CTD. This may have led to slightly
higher concentrations of dissolved Fe, Co, and Ni, especially at stations 3 and 4. Note the different scales for the x-axes.

contents in the surface sediment varied between 0.5 and 1.3
wt% (Table 2) and little change with depth in the sediment was
observed (Supplementary Figure 3).

Porewater profiles of NO3 showed a distinct maximum
near the sediment-water interface at all stations
(Supplementary Figure 4), with the highest penetration depth
at the most offshore location (Table 2). Maxima in porewater
NO; were observed at the bottom of the NO3-bearing zone.

Below this zone of high NO3, NH} appeared in the porewater
and its concentration increased with depth, especially at the
two shelf stations. Porewater SO~ showed an opposite trend,
with the strongest decrease with depth at the shelf stations
and little change at the offshore sites. Concentrations of sulfide
were mostly below detection (Supplementary Figure 4). In-situ
measured rates of oxygen uptake were 17.3 and 23.1 mmol m~>
d~! for stations 1 and 2, respectively (Table 2). The macrofaunal
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TABLE 3 | Speciation of Fe for suspended matter collected through in-situ filtration at four stations in Fe extraction (Supplementary Table 3).

station depth flow Asc. Fe Feoyq HCI Fe(ll) Feyo Magnetite Tot. Fe
m L nmol L1 nmol L1 nmol L1 nmol L1 nmol L1 nmol L1
St. 1 1.4 20.0 1.5 2.5 0.9 4.9 0.5 10.3
St. 1 12 300 4.9 7.9 3.3 15.8 1.6 33.5
St. 2 1.5 77.8 0.3 1.7 2.4 4.9 0 9.3
St. 2 51.5 300.0 6.4 19.0 3.0 26.6 2.6 57.6
St. 3 bottom 154.5 2.2 7.7 3.1 0.2 1.6 14.8
St. 5 1.5 78.0 0 0.5 0.4 0 0.6 1.5
St. 5 620 506.0 0.5 0.2 0.1 0.6 0.2 1.6

Asc. Fe is ascorbate acid extractable Fe, HCI Fe(ll) (Fe carbonate and FeS), Fe,,; easily reducible Fe oxides, Fe,,, reducible (crystalline) Fe oxides, Fe

(Tot. Fe) (Supplementary Table 3). The exact sampled depth at station 3 is unknown.

'mag

magnetite and total extracted

densities for the same stations were 141 and 49 individuals per
m™2, respectively (Table 2).

Porewaters at all stations were enriched in dissolved Fe
and Mn relative to surface waters, with mostly decreasing
concentrations with distance from the coast. At station 1,
concentrations of both porewater Fe and Mn were elevated close

to the sediment water interface (ca. 350 and 200 umol L71,
respectively; Figure 6A). For Mn, this was also the case at station
2. At all other stations, dissolved Fe and Mn emerged in the
porewater only at greater depth in the sediment.

In-situ benthic release of dissolved Fe, Mn, Co, and Ni was
highest at station 1 (20, 1760, 2.5, and 1.7 umol m=% d~},
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respectively; Figure 6B and Table 4). At station 2, rates of benthic
release of dissolved Fe, Mn, and Co were lower or similar to
values at station 1. At stations 1 and 2 the benthic release of DIC
was 50 and 30 mmol m=2 d~1, respectively (Table 4). Calculated
diffusive fluxes of dissolved Fe and Mn were high at station 1 and
negligible at stations 2-5, except for the calculated diffusive flux
of Mn at station 2 (Table 4).

Concentrations of easily reducible Fe oxides (Fe,,) decreased
with sediment depth at all stations (Supplementary Figure 5).
The sediment profiles of Feq,, Fe(Il), and Feg,, do not
show a consistent trend with depth. Concentrations of FeS,
and values of DOP increased with depth at stations 1
and 2 (Fig Supplementary Figure 3). At the other stations
concentrations of FeS, were relatively low and constant with
depth (Supplementary Figure 5). Concentrations of FeS were
low at all stations (<3 umol g~1). Overall, FeS_ concentrations
and DOP values were higher at the two shelf stations 1 and 2
compared to the other stations (Supplementary Figure 3).

4. DISCUSSION

4.1. Dynamics of Fe, Mn, Co, and Ni in
Continental Shelf and Slope Waters

The Louisiana continental shelf receives large amounts of
particulate material from the Mississippi and Atchafalaya Rivers
(Trefry et al., 1994; Bianchi et al., 2010). Most of the riverine
particles are deposited close to the river mouths, but some
fine material remains in suspension and is transported further
offshore in buoyant plumes (Wright and Nittrouer, 1995). We
find relatively high concentrations of particulate Fe, Mn, Co, and
Ni in the turbid waters near the seafloor at our most nearshore
station 1 when compared to more offshore parts of the shelf and
slope (Figure 3). We attribute this to input of river sediments
enriched in Fe, Mn, and other trace metals (Shiller and Boyle,
1991; Reiman et al., 2018) supplemented with trace metal-rich
particles formed through recycling from the sediment, especially
for Mn, Co, and Ni (discussed in section 4.2).

Whether metals in the water column are present in particulate
or in dissolved form plays a key role in their transport over
continental shelves (Jeandel et al., 2015). The offshore increase
in ratios of dissolved Fe/TdFe and dissolved Mn/TdMn in our
study area (Figure4B) reveals a more efficient transport of
dissolved Fe and Mn compared to particulate Fe and Mn, as

expected (Jeandel et al,, 2015). The higher dissolved Mn/TdMn
ratio in the water column compared to that for dissolved Fe/TdFe
(Figure 4B), in turn, points toward more efficient transport of
dissolved Mn through the water column when compared to
dissolved Fe. More efficient transport of dissolved Mn in shelf
waters when compared to Fe was reported previously for the
Black Sea shelf (Lenstra et al, 2020). This observation was
attributed to faster oxidation kinetics of dissolved Fe when
compared to Mn (Thamdrup et al., 1994; Stumm and Morgan,
1996), and differences in organic complexation of dissolved Fe
and Mn, with Mn possibly forming stronger complexes (Oldham
etal., 2017).

Dissolved Co and Ni in marine waters can be scavenged by
Fe and Mn oxides (Goldberg, 1954), or can be incorporated into
Mn oxides through co-precipitation induced by Mn oxidizing
bacteria (Tebo et al., 1984; Moffett and Ho, 1996). As a
consequence, the transport of Co and Ni across continental
shelves can be linked to the transport of Fe and Mn oxides (e.g.,
Little et al., 2015; Vance et al.,, 2016; Morton et al., 2019). In
Louisiana shelf and slope waters, however, Co and Ni is almost
solely present in dissolved form, despite the presence of Fe and
Mn oxides in the water column (Figure 4). The only exception
is our most nearshore station, station 1, where particulate Co
and Ni was also present, likely because of the riverine input of
particulate Co and Ni. We conclude that the offshore transport
of Co and Ni in the water column is decoupled from that of
particulate Fe and Mn. Such a decoupling could be explained
by a low reactivity of Fe and Mn oxides in the water column,
hindering binding of Co and Ni. Alternatively, dissolved Co and
Ni could be bound to organic ligands in the water column (Saito
and Moffett, 2001), thereby preventing scavenging by Fe and
Mn oxides. In our case, both factors could contribute, based on
two observations. First, we find only very low concentrations of
ascorbic-acid extractable Fe and Mn in the suspended matter
(<6.5 nmol L™! for Fe, below detection for Mn; Table 3) despite
high TdFe and TdMn (15,800 and 925 nmol L~!) which is mostly
particulate (Figure 3). This suggests the abundant presence of
less reactive Fe and Mn phases (e.g., clays). Second, waters close
to river mouths typically contain high concentrations of organic
ligands (Beck et al., 1974; Shiller et al., 2006; Santos-Echeandia
etal.,, 2008). Hence, it is likely that organic complexation prevents
scavenging of dissolved Co and Ni by Fe and Mn oxides in the
water column.

TABLE 4 | In-situ measured benthic fluxes of dissolved Fe, Mn, Co, and Ni and calculated diffusive benthic fluxes of dissolved Fe and Mn.

station In-situ Diffusive In-situ Diffusive In-situ In-situ

flux Fegjss flux Fegiss flux Mng;ss flux Mng;ss flux Coygijss flux Nigss
mmol m=2 d-1 mmol m=2 d-1 mmol m=2 d-1 mmol m=2 d-1 umol m=2 d-1 umol m=2 d-1

St 1 0.02 1.3 1.8+1.8 2.97 2.5+0.5 1.74+0.2

St. 2 0 -0.002 0.5 0.26 1.7 1.7

St. 3 n.a. 0.004 n.a. 0 n.a. n.a.

St. 4 n.a. -0.001 n.a. -0.004 n.a. n.a.

St. 5 n.a. -0.003 n.a. 0 n.a. n.a.

In-situ measurements are averaged for the number of incubation chambers (Supplementary Figure 6); n.a, not available.
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4.2. Sediments as a Source and Sink of

Trace Metals

Rates of sediment accumulation and aerobic and anaerobic
degradation of organic matter are known to be high in Louisiana
shelf sediments near the mouths of the Mississippi/Atchafalya
Rivers (Canfield, 1988; Fennel and Testa, 2019; Owings et al.,
2021). At stations 1 and 2, both sedimentation rates (~1.5 cm
y~1) and rates of benthic oxygen consumption (17-26 mmol
m~2 d~1) are indeed high (Table 2). The high oxygen uptake
contributes to the hypoxia of the bottom water that typically
develops in summer (Fennel and Testa, 2019; Turner and
Rabalais, 2019). At the time of sampling in spring 2018 the
bottom water oxygen concentration at station 1 was 56 jumol L™
and these waters hence qualified as hypoxic (Table 2). At stations
1 and 2, we also observed relatively high rates of anaerobic
degradation of organic matter in the sediment, as deduced from
the increase in porewater NH; with depth. At the three more
offshore slope stations, in contrast, sedimentation rates are ca. 5
times lower (0.2-0.3 cm yr~') and the shapes of the NH} profiles
point to comparatively low rates of anaerobic degradation of
organic matter.

The offshore decline in organic matter input and degradation
has profound impacts on the sedimentary cycling of Fe, Mn, Co,
and Ni and the potential release of these metals to the water
column. For Fe and Mn, this is, especially evident from the
porewater profiles that reflect a gradual offshore deepening of
the zone of the sediment with elevated porewater concentrations
of Fe and Mn (Figure 6). This trend is in accordance with the
expected changes in redox zonation in the sediment with lower
rates of organic matter input and degradation (e.g., Aller, 2013).
At the most nearshore station, station 1, the maxima in porewater
Fe and Mn near the sediment-water interface suggest benthic
release of dissolved Fe and Mn, as indeed also observed with
the in-situ chamber incubations (0.02 and 1.8 mmol m=2 d—1,
respectively; Figure 6B). At station 2, the porewater profiles and
in-situ flux measurements also point toward benthic release of
Mn, but not of Fe (Figure 6B). This high benthic release of Mn
compared to Fe is in agreement with the much faster oxidation
kinetics of Fe?* compared to Mn?* (Thamdrup et al., 1994;
Stumm and Morgan, 1996; Ho et al., 2019); while dissolved Mn
escapes to the overlying water, most dissolved Fe is retained
through oxidation of Fe?* in the oxic surface sediment. At these

stations the macrofaunal densities are relatively low (<150 ind.
m~2) as is typical for hypoxic zones (Levin et al., 2009) and are
not expected to play an important role in the benthic release of
nutrients and trace metals. At the offshore stations, calculated
diffusive fluxes based on porewater data indicate that benthic
release of Fe and Mn is unlikely (Figure 6A and Table 4).

Unfortunately, porewater profiles of Co and Ni are not
available for these stations, because concentrations were below
the detection limit. However, the lander incubations reveal
substantial release of Co and Ni from the sediment to the
overlying water at both shelf stations (St.1: 2.5 and 1.7 umol m™>
d~!and St.2: 1.7 and 1.7 umol m=2 d~!, respectively; Figure 6).
Cobalt and Ni are known to have a high affinity to Mn oxides
(Moftett and Ho, 1996; Peacock and Sherman, 2007) and Mn
oxide reduction may be responsible for the release of Co and Ni
at these stations (Figure 6). Given the much lower rates of input
and degradation of organic matter and lack of Fe and Mn oxide
reduction near the sediment-water interface at the slope stations,
only little production of Co and Ni in the porewater and benthic
release of these trace metals is expected in this region.

We note that our benthic flux and porewater sampling
only captured the situation in spring prior to the onset of
widespread hypoxia on the shelf. At lower bottom water oxygen
concentrations, as typically occur in the region in summer
(Rabalais et al., 2007; Devereux et al., 2015; Pitcher et al., 2021),
benthic release of the trace metals is expected to be enhanced
because of lower rates of metal oxidation with oxygen (e.g.,
Sundby et al,, 1986; Severmann et al, 2010). The strongest
seasonal contrast is expected for Fe. While Fe is efficiently
retained in the sediment in spring (Table 2), the Fe is expected
to escape to the overlying water when bottom waters are low in
oxygen and sulfide is absent from the porewater later in the year,
as is observed in other systems (Severmann et al., 2010; Dale et al.,
2015). The potential for benthic release of Fe from Louisiana shelf
sediments upon the onset of hypoxia was illustrated previously
through incubation experiments of sediment cores (Ghaisas
et al., 2019). In these experiments, benthic Fe fluxes reached a
maximum of 0.45 mmol m~2 d~!, a value which falls within the
range of benthic Fe fluxes observed for other river-dominated
continental shelves, such as the California-Oregon shelf and
northwestern Black Sea shelf (between 0.012 and 0.57 mmol m—2
d~1; Severmann et al., 2010; Lenstra et al., 2019).

A Sediment B Sediment C Sediment Sediment
Fe/Al (wt/wt) Mn/Al (wt/wt) Co/Al (wt/wt*1000) Ni/Al (wt/wt*1000)
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M 0-2cm
0.7 050 024 o
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FIGURE 5 | (A-D): Average sediment content of Fe/Al, Mn/Al, Co/Al, and Ni/Al for 0-2 and 2-15 cm depth intervals, respectively. Sediment depth profiles are
presented in Supplementary Figure 3.
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Sediment trace metal contents normalized to Al can provide
further insight into the role of the seafloor as a source and sink
of trace metals (e.g., Lyons and Severmann, 2006; Scholz et al.,
2014; Plass et al., 2021). In such calculations, low values relative
to Al are indicative of a trace metal source whereas high values
represent a sink. We find very low ratios of Fe/Al, Mn/Al, Co/Al,
and Ni/Al at the shelf stations 1 and 2 compared to the slope
stations 3-5. This confirms that these shelf sediments act as a
source of trace metals to the water column, in accordance with
the trends in the porewater profiles of Fe and Mn and measured
in-situ benthic release (Figure 6). The slope sediments, in turn,
are enriched in trace metals, suggesting that they act as a sink
(Figures 5, 7). Such an offshore trend in sediment metal content
was previously observed for Fe and Mn on the continental shelf
of the northwestern Black Sea (Lenstra et al., 2019, 2020) and in
the Gulf of California (Scholz et al., 2019). This implies that the
supply of dissolved trace metals from continental shelves to the
open ocean may, in many cases, depend on sediment processes
in nearshore areas where organic matter input is relatively high.

Escape of trace metals from sediments to the water column is
typically thought to be most pronounced under oxygen-depleted
but non-sulfidic bottom water conditions (Scholz et al., 2014). In
Louisiana shelf sediments, DOP values and pyrite content were
higher at the shelf stations 1 and 2 when compared to the slope
stations (Supplementary Figure 3). This reflects the higher rates
of organic matter input and associated sulfate reduction at the
shelf locations. Importantly, however, easily reducible Fe oxides
were also present in the sediment down to a depth of at least
15 cm (Supplementary Figure 5), sediment FeS concentrations
were low and sulfide was absent from the porewater at these
stations (Supplementary Figures 4, 5). This is in accordance
with previous work for this region showing that the high riverine
input of reactive Fe allows the porewaters and bottom waters
to remain sulfide-free (e.g., Canfield, 1988). Hence, retention of
metals in sulfides in the sediment is expected to play a minor
role only.

4.3. Implications

Continental shelves are an important source of trace metals to
the open ocean (e.g., Lam and Bishop, 2008; Lam et al., 2012;
Noble et al., 2017). The trace metals can be transported laterally
in the water column in both particulate and dissolved form. On
river-dominated shelves, the trace metals may directly originate
from riverine input but may also be subject to recycling between
the water column and sediment (Figure 7). On the section of the
Louisiana shelf and slope studied here, substantial benthic release
of Fe, Mn, Co, and Ni occurs in the nearshore shelf region affected
by seasonal hypoxia. In this shelf area the input of organic matter
is sufficiently high to drive the mobilization and benthic release
of trace metals from the sediment (Figure 6B). Because Fe oxides
are abundant, porewater sulfide concentrations remain low and
sulfidization of Fe (Supplementary Figure 3), Mn (Lenstra et al.,
2021a) and likely also of Co and Ni is limited. Our work confirms
earlier studies that Mn is more mobile on continental shelves
than Fe (Thamdrup et al., 1994; Lenstra et al., 2020). In the
slope sediments (stations 3-5) the input of organic matter is
lower and the sediments act as a sink for incoming Fe, Mn, Co,
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FIGURE 6 | (A): Porewater depth profiles of dissolved Fe and Mn for five
stations. (B): in-situ measured benthic release of dissolved Fe and Mn (mmol
m~2 d~') and Co and Ni (umol m=2 d~) at stations 1 and 2.

and Ni, with most metals likely bound to sedimentary oxides.
This spatial contrast highlights the combined role of organic
matter input, the presence of reactive Fe oxides and bottom water
oxygen in determining trace metal release from and retention in
sediments of continental margins. Our results also highlight that,
on river-dominated shelves, a relatively small area in the vicinity
of river mouths likely accounts for most release of metals from
the sediment to the water column.

While most water column Fe and Mn is present in particulate
form close to the seafloor, Co and Ni are nearly exclusively
present in dissolved form (Figures 4, 7). This decoupling has
important implications for the transport of these metals, since
dissolved forms will travel further, as is also evident from the
offshore increase in dissolved/total dissolvable Fe, Mn, Co, and
Ni (Figure 4B). A decoupling of water column transport of Fe
and Mn versus Co and Ni was observed previously in waters
of the Bering Strait (Vieira et al., 2019), and for Mn and Co,
in offshore waters of the Western North Pacific (Morton et al.,
2019). Our findings imply that the role of Fe and Mn oxides
in the transport of Co and Ni over continental shelves might
be less important than previously thought (Little et al., 2015;
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Vance et al., 2016). We suggest that the decoupling may be
due to differences in complexation with organic ligands and/or
the crystallinity and hence reactivity of the Fe and Mn oxides.
Further work is needed to elucidate the exact mechanisms for the
decoupling of the water column transport of Fe and Mn versus
Co and Ni.
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