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Abstract. Sedimentary molybdenum (Mo) and uranium (U)
enrichments are often used as redox proxies to reconstruct
bottom water redox changes. However, these redox proxies
may not be equally reliable across a range of coastal set-
tings due to varying depositional environments. Fjords vary
greatly in their depositional conditions, due to their unique
bathymetry and hydrography, and are highly vulnerable to
anthropogenic and climatic pressures. Currently, it is un-
known to what extent Mo and U sequestration is affected
by variable depositional conditions in fjords. Here, we use
pore water and sequential extraction data to investigate Mo
and U enrichment pathways in sediments of two sill fjords
on the Swedish west coast with contrasting depositional en-
vironments and bottom water redox conditions. Our data
suggest that sedimentary authigenic Mo and U pools differ
between the two fjords. At the (ir)regularly dysoxic (oxy-
gen =0.2-2mLL~!) Gullmar Fjord, authigenic Mo largely
binds to manganese (Mn) oxides and to a lesser extent to
iron (Fe) oxides; Mo sulfides do not play a major role
due to low sulfate reduction rates, which limits the rate of
Mo burial. Authigenic U largely resides in carbonates. At
the (ir)regularly euxinic (oxygen=0mLL™!; total hydro-
gen sulfide >0mL L") Koljo Fjord, authigenic Mo is sig-
nificantly higher due to binding with more refractory or-
ganic matter complexes and Mo-Fe-sulfide phases. Uranium
is moderately enriched and largely bound to organic matter.

We found no direct evidence for temporal changes in bot-
tom water redox conditions reflected in Mo and U enrich-
ments at either Gullmar Fjord or Koljo Fjord. While sulfidic
bottom waters favor Mo sequestration at Koljo Fjord, en-
richment maxima reflect a combination of depositional con-
ditions rather than short-term low-oxygen events. Our data
demonstrate that secondary pre- and post-depositional fac-
tors control Mo and U sequestration in fjords to such an
extent that bottom water redox conditions are either not be-
ing systematically recorded or overprinted. This explains the
large variability in trace metal enrichments observed in fjords
and has implications for applying Mo and U as proxies for
environmental redox reconstructions in such systems.

1 Introduction

Sedimentary molybdenum (Mo) and uranium (U) enrich-
ments are frequently used as (paleo) redox proxies to re-
construct changes in bottom water oxygen (O) due to their
redox-sensitive geochemical behavior (Algeo and Lyons,
2006; Jokinen et al., 2020b; Bennett and Canfield, 2020).
However, the reliability of these redox proxies may be bi-
ased by inadequate understanding of Mo and U enrichment
pathways and secondary depositional environmental factors
(Bennett and Canfield, 2020; Jokinen et al., 2020b; Paul et
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al., 2023). Besides bottom water redox conditions, secondary
factors such as “the basin reservoir effect” and equilibrium
with FeMoS, (Algeo and Lyons, 2006; Helz, 2021), partic-
ulate iron (Fe) and manganese (Mn) (oxy)(hydr)oxide “shut-
tling” (Fe and Mn oxide shuttling hereafter; Crusius et al.,
1996; Algeo and Tribovillard, 2009), reoxygenation events
(Zheng et al., 2002a, b; Morford et al., 2009), the depth and
intensity of the sulfate-methane transition zone (SMTZ) in
the sediment (Jokinen et al., 2020b), sedimentation rate (Al-
geo and Maynard, 2004; Liu and Algeo, 2020), and local de-
trital background (Van der Weijden, 2002; Brumsack, 2006)
may considerably control authigenic Mo and U sequestration
in modern coastal sediments (Jokinen et al., 2020b; Bennett
and Canfield, 2020; Paul et al., 2023).

Bottom water deoxygenation is expanding in coastal ar-
eas globally due to rising anthropogenic and climatic pres-
sures (Breitburg et al., 2018; Conley et al., 2011; Meier
et al., 2022). The severity of deoxygenation varies in re-
sponse to individual properties of coastal depositional envi-
ronments, such as water mass restriction, temperature- and
salinity-induced density gradients, productivity, and sedi-
mentation rate. Standard thresholds to designate the degree
of deoxygenation are dysoxic (O =0.2-2mL L™!), suboxic
(0, =0mL L), and euxinic (O, =0mLL™'; total hydro-
gen sulfide, > HpS =>0mL L) after Algeo and Li (2020)
and references therein.

Fjords are particularly sensitive to anthropogenically and
climatically induced environmental changes, due to their
unique morphological, hydrological, and sedimentological
characteristics (Howe et al., 2010; Bianchi et al., 2020 and
references therein). Fjords are formed by glacial erosion
from Late Cenozoic ice sheets in mid-to-high latitudes. Typi-
cally, fjords are long, narrow, deep, and steep-sided U-shaped
estuaries that often have one or more sills (Pickard and Stan-
ton, 1980; Syvitski and Shaw, 1995). Such sill fjords of-
ten experience a strongly limited water mass exchange be-
tween the deep basin(s) and the coastal ocean, resulting in
episodic to permanent bottom water deoxygenation. Deoxy-
genation in fjords is further aggravated by anthropogenic cli-
mate change (e.g., ocean warming) and high riverine and
coastal runoff of nutrients and organic matter (OM), which
all lead to strong vertical water mass stratification, increas-
ing eutrophication and primary productivity, and a higher
O, demand than O, supply to the bottom water upon aer-
obic degradation of OM (Aksnes et al., 2019; Boone et al.,
2018; Darelius, 2020). Yet, high sediment accumulation and
organic carbon (Cog) burial rates (e.g., Bianchi et al., 2020;
Smith et al., 2015) make fjords effective spatial and high-
temporal-resolution sedimentary archives of past environ-
mental changes (e.g., Nordberg et al., 2001; Harland et al.,
2004; Howe et al., 2010; Asteman et al., 2018). Thereby,
fjords are ideal to test and apply trace metal proxies for inves-
tigating deoxygenation (Russell and Morford, 2001; Gold-
berg et al., 2012; Brinkmann et al., 2023b).
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Recent research suggests that Mo and U enrichment fac-
tors (EFs) in fjord sediments show a large range (Fig. 1c and
d) and less accurately record bottom water redox changes
compared to less dynamic restricted basin sediments, for
which Mo and U EFs have mostly been applied (Paul et al.,
2023). That study showed that such limitations can be par-
tially explained by particulate Fe and Mn oxide shuttling and
pore water chemistry. However, neither the mechanisms nor
extent to which Fe and Mn oxide shuttling and pore water
chemistry control Mo and U sequestration in fjord sediments
is fully understood. This has implications for interpreting, for
example, trace metal redox proxy data derived from fjords
compared to other non-fjord depositional environments.

Here, we investigate Mo and U sequestration pathways in
two sill fjords with contrasting bottom water redox condi-
tions and depositional environments using pore water and
sequential extraction data of Mo, U, Mn, Fe, calcium (Ca),
aluminum (Al), and sulfide, complemented with historical
data of O, conditions and their relationship to climatic in-
dices. We assess the applicability and constraints of Mo- and
U-based redox proxies to reconstruct deoxygenation in fjord-
type systems. Using these data, we aim to explain the ob-
served wide ranges in Mo and U enrichments in fjord settings
(Paul et al., 2023). Our study demonstrates that improving
the understanding of sedimentary Mo and U redox dynam-
ics in different coastal settings is essential for a more reliable
application of Mo- and U-based redox proxies for environ-
mental reconstructions in fjord-type systems.

2 Materials and methods
2.1 Study area and bathymetrical characteristics

Gullmar Fjord and Kolj6 Fjord are two adjacent sill fjords on
the Swedish west coast (Fig. 1a). Gullmar Fjord (Swedish:
Gullmarsfjorden) is 29 km long and 1-3 km wide and has a
maximum depth of 120 m (Alsbéack Deep; Lindahl and Hern-
roth, 1988). Koljo Fjord belongs to an open-ended fjord sys-
tem surrounding the Orust and Tjorn islands (Bjork et al.,
2000; McQuoid and Nordberg, 2003; Fig. 1a). Compared to
Gullmar Fjord, Koljo Fjord is shallower (maximum depth of
56 m) and more restricted: it has three shallow sills to the
adjacent Havsten Fjord (S1) at 12 m water depth, Skagerrak
(S2) at 8 m water depth (Nordberg et al., 2001), and Gullmar
Fjord (S3) at < 5m depth (Filipsson and Nordberg, 2004a).

2.2 Oxygenation history and deoxygenation drivers

Over the past century, deoxygenation has been frequently
recorded in both fjords. However, the severity and duration
of deoxygenation differs between the two fjords, as evident
from trace metal proxy data (Paul et al., 2023). These show
lower sedimentary Mo and U enrichments in Gullmar Fjord
(Fig. 1c and d, light green colored violins) — indicating less
reducing conditions — compared to Koljo Fjord with higher
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sedimentary Mo and U enrichments (Fig. lc and d, pink
colored violins) — indicating more reducing conditions. Sev-
eral factors controlling oxygenation in both fjords have been
proposed, including limited water mass exchange related to
bathymetrical characteristics (e.g., presence of sills and nar-
row and deep basins), human activities (e.g., eutrophication),
and natural variability (e.g., atmospheric drivers). These will
be discussed in the following sections.

2.2.1 Hydrographic characteristics controlling water
mass renewal and deoxygenation

At Gullmar Fjord, fresh water enters from the Orekilsélven
river, and marine water enters from the Kattegat and Skager-
rak to which Gullmar Fjord opens across a sill at 42 m wa-
ter depth (Harland et al., 2006, Fig. 1a). The mixed inflow
of fresh and marine water results in a strong and persistent
thermohaline stratification. Brackish surface water (24-27)
and almost fully marine salinities in the deep water (34—
35; Nordberg et al., 2001; Arneborg, 2004) are separated
by a variable pycnocline between 15-20 m below sea sur-
face (Svansson, 1984). Deep waters are renewed and reoxy-
genated annually (usually in late Northern Hemisphere win-
ter or spring; Nordberg et al., 2000). Strength and duration
of bottom water renewal and reoxygenation at Gullmar Fjord
are driven by the variability in the predominant wind direc-
tion and forcing, partially controlled by the North Atlantic
Oscillation (NAO: normalized pressure differences between
the Azores High and the Icelandic Low; Hurrell, 1995; Chen
and Hellstrom, 1999; Bjork and Nordberg, 2003). When
prevailing northeasterly-to-easterly winds are dominant over
Scandinavia, the fjord is more oxygenated due to upwelling
of highly saline Skagerrak deep waters along the Swedish
coast, which ventilate the fjord (Harland et al., 2006). Con-
versely, when westerly winds are dominant, the fjord is less
oxygenated due to a downwelling regime along the coastline.
Annual bottom water exchange at Gullmar Fjord via the 42 m
deep sill between Lysekil and Fiskebéckskil (Fig. 1a) leads to
strong seasonal variability in bottom water O,. Despite sea-
sonally low O» levels and episodic dysoxia, XH»S has never
been detected in the fjord during the past 70 years (Fig. 2,
upper O, panel; Filipsson and Nordberg, 2004b).

The hydrography of Kolj6 Fjord (and the other fjords in
the Orust and Tjorn island system, Fig. 1a) is dominated by
brackish Kattegat—Skagerrak surface water originating from
the Baltic Sea, while freshwater input is of minor importance
as no major river discharges into the fjord (Bjork et al., 2000;
Filipsson et al., 2005). Mixing of the brackish surface wa-
ters (15-27) and more saline deep water (27-30), as well as
deep water renewals, are less frequent and effective at Koljo
Fjord compared to Gullmar Fjord. A strong pycnocline (be-
tween 15-25m water depth) and shallower sill depths pre-
vent direct inflow of deep waters from Skagerrak (Gustafs-
son and Nordberg, 1999; Filipsson and Nordberg, 2004a).
Instead, deep waters enter via the adjacent Havsten Fjord,
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across a deeper sill between Havsten Fjord and Skagerrak at
20m depth, before they reach Koljo Fjord (Harland et al.,
2004). Deep waters at Koljo Fjord are renewed but not nec-
essarily reoxygenated with a variable frequency (from an-
nual to several years; Gustafsson and Nordberg, 1999). This
has led to intermittently euxinic water masses between 15—
20 m, typically during fall and winter, at least since the 1960s
(Fig. 2, lower O2/ > H,S panel) — potentially already longer,
although no monitoring data are available before this date
(Rosenberg, 1990). The strength and occurrence of low O3
conditions appear to be inverted between both fjords, despite
their close proximity and connection to each other (sill S3,
Fig. 1a). Shallow sill depths and dense saline deep waters
prevent inflow of saline and O,-rich deep water into Koljo
Fjord when environmental conditions favor reoxygenation at
Gullmar Fjord (cold winters and warm summers). Only when
bottom water salinity has decreased to a certain level (e.g.,
< 28.5), below which thermohaline stratification is weak-
ened, is ventilation re-enabled (typically for mild, humid
winters with limited ice cover and cold summers; Bjork and
Nordberg, 2003; Nordberg et al., 2001). At both fjords, nat-
ural processes, such as deep water exchange related to the
fjord’s bathymetry and hydrography, and weather variability
(wind strength and direction) play a large role in controlling
environmental changes and deoxygenation (Nordberg et al.,
2001; Filipsson and Nordberg, 2004b).

2.2.2 Sampling and sample processing

Sediment cores were collected aboard R/V Skagerrak dur-
ing September 2018. Prior to core recovery, dissolved
0O,, temperature, and salinity profiles of the water column
were recorded by CTD (conductivity—temperature—depth;
Brinkmann et al., 2022). From each site, GF-117 (115 m wa-
ter depth) and KF-43 (41.5 m water depth) (see Fig. 1), one
set of duplicate cores were taken using a GEMAX™ twin-
barrel short gravity corer (modified Gemini corer, 9 cm inter-
nal diameter, core length 20-60 cm, from Oy Kart Ab, Fin-
land). The duplicate cores were sampled for bottom water
and pore water, as well as solid-phase geochemical analy-
ses. Two series of bottom water and pore water were col-
lected using Rhizon™ samplers (pore size 0.12-0.18 um) at
2 cm vertical resolution. The first series was collected for el-
emental analyses and the second series for pore water XH»S
analysis. The samples were collected into 10 mL polyethy-
lene syringes through predrilled holes (diameter 4 mm, e.g.,
Jokinen et al., 2020a) immediately after core retrieval. The
syringes for the X H»S analysis were prefilled with 1 mL of
10 % zinc acetate solution to precipitate the XH,S as zinc
sulfide (ZnS; Jilbert et al., 2018). Samples for elemental anal-
yses were transferred into 15 mL polypropylene centrifuge
tubes, acidified with 1 M HNO3, and stored in the dark at
4 °C until further analysis.

Biogeosciences, 20, 5003-5028, 2023
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Figure 1. (a) Bathymetric map of the study area with the sites in Gullmar Fjord (GF-117; 58°19.689' N, 11°33.135’ E; 115 m water depth)
and Koljo Fjord (KF-43; 58°13.624' N, 11°34.265’ E; 41.5 m water depth). Monitoring sites near both study sites “Alsbick” (Alsbick Deep,
Gullmar Fjord, ~ 120 m water depth) and “Koljo Fjord” (Koljo Fjord, ~43 m water depth) are indicated by an empty circle next to the
sampling locations. Map adapted from Brinkmann et al. (2023a). (b) Ranges in bottom water O, at the two monitoring sites from 1951-2018
(obtained from the publicly available Svenskt HavsARKiv (SHARK) database: https://sharkweb.smhi.se/hamta-data/, last access: 3 Septem-
ber 2022, provided by the Swedish Meteorological and Hydrological Institute (SMHI, 2022), displayed as violin plots. The mean is indicated
by a cross, and the 0.99 confidence interval (CI) of the mean is displayed by an error bar. The box within each violin plot represents the
median absolute deviation (MAD), and the horizontal line in each box shows the median. The dashed horizontal line marks the upper dysoxic
threshold at 2 mLL~1 (Algeo and Li, 2020). The colors of the violin plots correspond to the color scheme used in Paul et al. (2023), illus-
trating the two redox bins 4 ((ir)regularly dysoxic, light green) and 2 ((ir)regularly euxinic, pink). (¢) Molybdenum (Mo) enrichment factor
(EF) and (d) uranium (U) EF at both study locations from the September 2018 sampling campaign are shown (original data and description
of EF calculations are outlined in Paul et al., 2023). Color coding and statistical features are the same as in panel (b). Individual observations

are shown (empty circles within each violin plot).

Cores for solid-phase analyses were sliced at 0.4-2.0 cm
intervals on deck immediately after core retrieval. Each sed-
iment slice was transferred to a plastic bag, which was sub-
merged into water to remove the remaining air, sealed, and
then transferred into gastight glass jars. To prevent oxida-
tion artifacts (Kraal et al., 2009), the jars were flushed with
nitrogen (N>) and stored in a dark environment at —20°C
until subsampling for the sequential extraction procedure.
Subsampling of wet sediment samples was conducted under
strict oxygen-free conditions inside a N»-flushed glove bag.

Biogeosciences, 20, 5003-5028, 2023

Each subsample was refrozen for 24 h at —20 °C and subse-
quently freeze-dried under vacuum for 48 h prior to sequen-
tial extraction. Freeze-dried samples (instead of wet samples)
were chosen for simultaneous and accurate determination of
water and salt contents, porosity, and trace metal speciation
on the same sample.

For estimating the water [g] and salt contents [g], as well
as porosity [cm3 cm™3], each sample was pulverized and ho-
mogenized, and samples were weighed in between each step
using the bottom water salinity and the assumed solid-phase

https://doi.org/10.5194/bg-20-5003-2023


https://sharkweb.smhi.se/hamta-data/

K. M. Paul et al.: Revisiting the applicability and constraints

0, [mL L7

Gullmar Fjord

- (+)0, [mL L] .
Salinity [PSU] Temperature [°C] (-)yH,S [mL L*] Salinity [PSU] Temperature [°C]
o

Koljo Fjord

25+

2::9 &S 'é\‘e @,\6 ,3%6 R
Year

Figure 2. Bottom water monitoring data for Gullmar Fjord (upper
three panels: Oy, temperature, and salinity) and Koljo Fjord (lower
three panels: Oy (positive values), > H»S (expressed as negative
0,), temperature, and salinity), recorded between 1950 and 2018
(SMHI, 2022). The yellow bars in the two O, panels indicate the
dysoxic minimum and maximum boundary (0.2-2mL L™ b,

density of 2.65 gcm™ (Burdige, 2006). The gravimetric wa-
ter content and salinity were used to determine the salt-free
weight of the dry sediment to correct the solid-phase elemen-
tal concentrations for dilution by salt.

2.3 Pore water analyses
2.3.1 Major and trace elemental concentrations

The acidified bottom water and pore water samples from
both fjords were analyzed for Mo and U by inductively cou-
pled plasma mass spectrometry (ICP-MS, Thermo Scientific
XSeries 2, Department of Earth Sciences, Utrecht Univer-
sity) and for Al, Mn, Fe, and S by inductively coupled plasma
optical emission spectrometry (ICP-OES, Thermo Scientific
iCAP 6000, Faculty of Forestry and Agriculture, Univer-
sity of Helsinki). Dissolved Fe and Mn are considered to be
present as Fe?t and Mn?*, although some Mn3* (Madison et
al., 2013) or colloidal and nanoparticulate Fe and Mn might
also be present (Boyd and Ellwood, 2010; Raiswell and Can-
field, 2012). Due to acidification of the pore water samples
causing the release of ¥ H>S, dissolved S is assumed to be
present primarily as sulfate (SO3; Jilbert and Slomp, 2013).

https://doi.org/10.5194/bg-20-5003-2023
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Pore water XH»S contents were analyzed spectrophotomet-
rically (670 nm). This method is based on the dissolution of
the ZnS precipitate and subsequent quantitative complexa-
tion of S as methylene blue (Jilbert et al., 2018). Measure-
ments were calibrated with a series of standard solutions
of hydrated sodium thiosulfate (Na;S,03 x SH,0). Subse-
quently, the stock solution of NayS,03 x SH>O was back
titrated to determine the exact concentration of S in the solu-
tion (Burton et al., 2008).

2.3.2 Diffusive flux calculations

The diffusive fluxes of Mo and U (Fpjs) were determined
using Fick’s first law of diffusion (Eq. 1, Boudreau, 1997):

ac
Fpitr = —¢ (0) Ds —, (D
0x

where ¢(0) is the porosity of the surface sediment, Dg is the
molecular diffusion coefficient near the sediment water in-
terface (SWI), dc/0x denotes the concentration gradient be-
tween the bottom water and the uppermost pore water sam-
ple. Ds was determined from the seawater diffusion coef-
ficient Dsw (Eq. 2). Values for Dgw for Mo and U were
obtained from Li and Gregory (1974), following Morford
et al. (2009), who assumed the diffusion coefficient of U to
approximate that of Mo rather than the value for the UO;|r
complex. Based on the Stokes—Einstein relationship, Dsw
was corrected for ambient temperature, salinity, and pressure
using an extended version of the diffcoeff function (Sulu-
Gambari et al., 2017) in the R package marelac (v. 2.1.10)
(Soetaert et al., 2010). Pore water salinity and temperature
were assumed to equal the deepest bottom water value deter-
mined by CTD. Subsequently, Ds was corrected for tortuos-
ity (Eq. 2; Boudreau, 1997).

Dsw
Ds = ———-
1 —In(¢?)

2.4 Solid-phase analyses

2

2.4.1 Sequential trace metal extraction

Aliquots of ~100mg of freeze-dried sediment were used
for solid-phase fractionation using a combination of differ-
ent extraction methods (Table 1), based closely on Jokinen et
al. (2020a). We acknowledge the long-standing debate about
the validity of using freeze-dried vs. wet sediments for se-
quential extraction of trace metals (e.g., Kersten and Forst-
ner, 1986; Hjorth, 2004). However, Jokinen et al. (2020a,
b) observed no evidence for remobilization of highly redox-
sensitive elements such as arsenic (As), as discussed by
Huang et al. (2015), and concluded that their Mo and U
data were reliable. By following the same sample handling
measures as Jokinen et al. (2020a, b), we consider the po-
tential for significant introduction of artifacts due to freeze-
drying to be low. The Al, Ca, Fe, Mn, Mo, S, and U con-
tents were fractionated in the following pools: F1 — weakly

Biogeosciences, 20, 5003-5028, 2023
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sorbed metal (Me) species; F2 — carbonates, acid volatile sul-
fur (AVS), Mn(II) phosphates, and labile Me-OM complexes;
F3 — Fe (oxy)(hydr)oxides, Mn (oxy)(hydr)oxides, and labile
Me-OM complexes; F4 — refractory Me-OM complexes; F5
— pyrite; and F6 — silicates.

All solutions and reagents used in the sequential extrac-
tion were ultrapure for trace metal analysis and prepared
with Milli-Q water to avoid contamination. Since the mineral
phases extracted in F1-F3 are very redox-sensitive, solvents
used in these steps were purged with Ny for 30 min prior to
extraction (the acetic acid and sodium citrate solution for F3
was only purged prior to adding sodium dithionite; other-
wise, purging would lead to loss of volatile S compounds,
which are required to reductively dissolve metal oxides), and
solvents were added to the samples under constant N, gas
flow (F1-F3).

The Al, Ca, Fe, Mn, Mo, S, and U contents in the first
five fractions were determined using ICP-MS (Agilent 7800
ICP-MS) at Hellabs (University of Helsinki). Blank correc-
tions were applied to all extracts to correct for background
contamination (see Table S1 for details on the blank correc-
tion procedure). Additionally, Ca and S contents in F1 were
corrected for any Ca or S associated with sea salt using the
stoichiometric ratio of seawater (Sverdrup et al., 1942) and
pore water Ca and S data. Molybdenum contents could not be
determined in F2, since data from almost all samples fell be-
low the detection limit as determined from a 100 estimate of
blanks of the sodium acetate solution. Jokinen et al. (2020b)
made a similar observation in their trace metal extraction pro-
tocol.

For determination of the elemental contents in the residual
fraction F6, ~ 80 mg of the residual samples was microwave-
digested at 200°C for 20 min (Rock method) on a CEM
Mars 6 at Hellabs (University of Helsinki) using 5 mL 65 %—
70 % HNOs3, 3 mL 34 %-37 % HCls, and 3 mL 48 % HF. Af-
ter cooling at room temperature, the vessels were opened,
and 30 mL of 4 % boric acid was added to each vessel for HF
neutralization. Afterwards, the vessels were closed tightly,
placed into the microwave, and neutralized at 170°C for
15 min (boric acid HF neutralization method). The sample
digests were then analyzed for Al, Ca, Fe, Mn, Mo, S, and U
concentrations by ICP-MS (triple quadrupole QQQ ICP-MS)
at Hellabs (University of Helsinki). Total contents of Al, Ca,
Fe, Mn, Mo, S, and U were determined by the sum of all six
fractions assuming that 100 % is extracted.

2.4.2 Carbon and nitrogen contents

Aliquots of ~0.25 g of freeze-dried sediment were decal-
cified using two wash steps of 1M HCI as described in
Van Santvoort et al. (2002). After drying and re-powdering,
the decalcified samples were analyzed for organic carbon
(Corg) and total nitrogen contents on a LECO 2000 CNS an-
alyzer (Ecosystems and Environment Research Programme,
Helsinki University). The results were normalized against
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the international analytical standard sulfamethazine. The
certified value for sulfamethazine is 51.8 wt % for C and
20.1 wt % for N. The obtained mean values for the analyses
were 51.5wt % and 20.3 wt % with a standard deviation of
0.4 wt % and 0.2 wt %, respectively. Average analytical un-
certainty (relative standard deviation, RSD %) based on sed-
iment sample duplicates (n =3) was <4 wt% for both C
and N. For determination of the Cy; content in each sam-
ple, measured C and N contents were corrected for weight
loss upon decalcification and salt content.

2.4.3 Organic matter source determination

Fjord systems receive OM loading from terrestrial or-
ganic carbon (OCi) sources (e.g., plant material, soil, and
weathering of bedrock) and marine biogenic organic car-
bon (OCphyt) sources (phytoplankton production, either au-
tochthonous or allochthonous) (Smith et al., 2015; Prebble
et al., 2018). A widely used tool to quantify the sources of
OM in the aquatic environment is the C/N (or N/C) ratio
(e.g., Thornton and Mcmanus, 1994; Wehrmann et al., 2014;
Faust and Knies, 2019). The contribution of OCphyt (Eq. 3)
and OCierr (Eq. 4) to the total OM loading in estuary-type
depositional environments can be approximately quantified
using simple two-endmember mixing models, based on the
molar N/C ratios of bulk OM (Goiii et al., 2003). Here,
we use endmember values of (N/C)err = 0.04 (terrestrial-C3-
plant-derived) and (N/C)ppyt = 0.13 (riverine—estuarine phy-
toplankton), as per Jilbert et al. (2018).

(N/Csample - N/Cterr)
(N/Cphyt - N/Cterr)
%OCerr = 100 — %OCppy:. 4)

%OCphyt = x 100, 3)

We acknowledge that these endmember values approximate a
large potential range of N/C values for both phytoplankton-
derived and terrestrial OM. In this study, we report the results
of the calculation including ranges as given for the maxi-
mum and minimum endmember combinations shown in the
fields of Goiii et al. (2003) (i.e., (N/C)terr = 0.02-0.05 and
(N/C)phyt =0.13-0.17).

2.4.4 Calculation of authigenic Mo and U
accumulation rates

To determine the authigenic Mo and U accumulation rates
(TMmar; Eq. 7), first the mass accumulation rate (MAR;
Eq. 5) and then the authigenic trace metal concentrations of
Mo and U were calculated, here expressed as the excess trace
metal concentration (TMys; Eq. 6).

MAR(gcmfzyrfl):SAR x px(1—¢), (®))

where SAR is the mean sediment accumulation rate
(cmyr™!), p is the dry bulk density (2.65gcm_3) of sedi-
ments, and ¢ is the mean sediment porosity (cm? cm™3) at
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Table 1. Sequential extraction procedure for trace metals. Adapted from Jokinen et al. (2020a); an additional nitric acid step was added,
designated as F5, in order to extract pyrite as described in Claff et al. (2010).

Code  Fraction Solvent Time Targeted minerals phase References
F1 Exchangeable MgCl, (1 M), pH 82 0.5h Weakly sorbed Me species Tessier et al. (1979)
F2 Acid-soluble Sodium acetate (1 M), pH4.5 6h Carbonates Tessier et al. (1979)
Iron monosulfide (FeS) Cornwell and Morse (1987)
Mn(II) phosphaltesb Lenstra et al. (2021a)
Labile Me-OM complexes Jilbert et al. (2018)
Labile Fe (oxy)(hydr)oxides
(i.e., ferrihydrite
and lepidocrocite)
F3 Reducible Sodium dithionite (5 %), 4h Labile and crystalline Fe Poulton and Canfield (2005)
Acetic acid (0.35M), (oxy)(hydr)oxides (i.e., Hermans et al. (2019b)
Sodium citrate (0.2 M), pH4.8 ferrihydrite and lepidocrocite, Lalonde et al. (2012)
goethite, and hematite)
Mn (oxy)(hydr)oxides
Labile Me-OM complexes
F4 Organic Ashing at 550°C 2h Refractory Me-OM complexes  Ruttenberg (1992)
HCI (1 mM), pHO 24h
F5 Strong-acid-soluble HNO3 (65 %-70 %) 2h Pyrite (FeS,) Claff et al. (2010)
Milli-Q wash step® 0.5h
Fo6 Residual HNO3 (65 %-70 %) + 20min  Silicates This study
HCI (34 %-37 %) + until
HF (48 %), RTY
Boric acid (4 %) 15 min

Total

Sum of all phases

4 pH adjusted using Mg(OH),. b Assumed based on the extraction protocol from Lenstra et al. (2021a), who used ascorbic acid to extract Mn(II) phosphates. ¢ An additional wash step was
introduced here to remove residual concentrated nitric acid from the sample tubes. 4 RT =room temperature.

each site.
TMxs = TMgample — ((TM/Al)standard) X Alsample, (6)

where TMgample is the trace metal concentration in the sed-
iment sample, Alsampe 18 the Al concentration in the sedi-
ment sample, and TM/ Algiandard 18 the ratio between the trace
metal and Al in a standard, typically upper continental crust
(UCC) values (Rudnick and Gao, 2014). Finally, Mo and U
accumulation rates (TMpmaRr, umol TMyun m~2 yr’l) were
estimated as

TMpmar = MAR x TMyg x 10000, 7

where MAR is the mass accumulation rate (Eq. 5), TMxg
(umol g~ 1) is the authigenic trace metal enrichment in each
core in (Eq. 6), and 10000 is the conversion factor from
cm~2 tom~2. A small set of Moy s values (5 out of 30) in the
middle section of the GF-117 core (10.625-23.75 cm) were
negative, which were omitted from the MAR estimation.

3 Age vs. depth model

Age models for sediments at both coring locations are avail-
able from previous sampling campaigns conducted between
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1996 and 2001, using 2!°Pb dating and applying the constant
rate of supply (CRS) model (Nordberg et al., 2000, 2001;
Asteman et al., 2018), as well as biostratigraphy (Filipsson
and Nordberg, 2004b). According to these studies, sedimen-
tation rates for Gullmar Fjord are more difficult to estimate
than for Koljo Fjord due to possible bioturbation artifacts.
At Gullmar Fjord average sedimentation rates have been
estimated to fluctuate between ~0.70 and ~0.90cmyr—'.
To account for compaction and bioturbation, previous stud-
ies have assumed ~0.90cmyr~! for the upper 15cm and
~0.70cmyr~! for the remainder of the sediment core at
Gullmar Fjord (Filipsson and Nordberg, 2004b; Asteman et
al., 2018). At Koljo Fjord, a previous study assumed a sed-
imentation rate of ~0.40cmyr~! for the upper 25cm and
~0.24 cmyr~! for the remainder of the sediment core (Nord-
berg et al., 2001). Sediment C,, profiles at our sampling
location in Koljo Fjord are comparable between sampling
campaigns over recent decades and show distinct fluctua-
tions around a value of ~ 6 wt %, related to salinity varia-
tions (> or < 28-29, respectively) and the presence of lam-
inae or lack thereof (Nordberg et al., 2001). Filipsson and
Nordberg (2004a) used these relationships to establish an age
model for sediment profiles from different Koljo Fjord sam-
pling sites.
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For developing our own age models, we assume similar
sedimentation rates at each site to those reported previously,
as a starting point. In the case of Koljo Fjord, we further re-
fine the sedimentation-rate-based age model using the Coyg-
based age model of the sediment core collected in 1998,
K6A (same location as KF-43). Tuning of C,y content ver-
sus sediment depth was performed in the time series tuning
and analysis program QAnalyseries 1.5.1 Win (Kotov and
Paelike, 2018) — a development of AnalySeries 1.1.0 (Pail-
lard et al., 1996). For dated Corz sediment profiles of K6A
and KF-43, we refer to the Supplement (Fig. S2a). Since
no ages were available from the K6A sediment core for the
top 0.5-8.5cm (8.5 cm & 1998 in KF-43), the assumed aver-
age sedimentation rate of ~ 0.40 cm yr~! for the upper 25 cm
was used construct the age model for this interval. Accord-
ing to our sedimentation-rate-based age model for Gullmar
Fjord, the sediment core from site GF-117 covers approx-
imately the last 80 years (0-59cm, Fig. S2b). Using the
combined sedimentation-rate- and Cog-based age model for
Koljo Fjord sediment core KF-43, we estimate an approxi-
mate time coverage of the last 160 years (0—49 cm, Fig. S2b).

4 Results
4.1 Pore water geochemistry

At the (ir)regularly dysoxic Gullmar Fjord, SOZ_ remains
relatively constant throughout the sediment core (~ 22—
24mM) (close to the modern global seawater value of
~28 mM), while XH>S remains below the detection limit
(Fig. 3a). Dissolved Mn rapidly increases below the SWI up
to 288 uM at 8.5 cm depth, followed by a gradual decrease
down to ~ 110 uM at depth and simultaneous moderate re-
lease of dissolved Fe?T, reaching a maximum of ~ 26 uM
at 16.5 cm depth. Dissolved Mo (Moygiss) primarily follows
Mn2t with depth, and once Fe2T release commences, Mo
follows Fe?* with depth. Local maximum Mo concentrations
(230 and ~240nM) are found at 8.5 and 14.5 cm, respec-
tively — coinciding with Mn”>* and Fe?T peaks. At depth,
Mo gradually decreases, except for a third smaller peak,
which is also visible in Fe>* at 34.5cm depth. This spe-
cific pattern is also visible in the dissolved U (Ug;ss) profile;
the remaining profile, however, shows a somewhat diverging
trend relative to Mo. Besides an initial decrease below the
SWI, the U maxima in the upper sediment column show a
slight offset to Mo maxima at 6.5 cm (~ 19nM) and 12.5 cm
(~ 14.5 nM), respectively. Furthermore, while Mo decreases
in the deeper sediment, U increases below its minimum at
20.5cm (~ 5nM) and continues to increase at depth, reach-
ing two local maxima at 26.5cm (~ 19nM) and 36.5cm
(~23nM), respectively. Overall, U concentration is 10-fold
lower than that of Mo.

At the (ir)regularly euxinic Koljo Fjord, SOi_ gradu-
ally decreases with depth from ~ 20 mM down to ~ 13 mM,
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while X H,S rapidly increases below the SWI to ~ 370 uM
at 11cm depth and remains high between ~200-400uM
throughout the sediment core (Fig. 3b). The linear gradient in
the pore water shows an £H;S efflux into the water column
(582 umol m~2d 1) and an influx of SOZ_ into the sediment
(—18 mmol m~2 d~!). The strongly reducing character of the
pore water is further illustrated by a sharp drop in Fe?" at the
SWI (~2-4 uM), below which Fe?>* remains extremely low
with depth. Moreover, Mn>* is 10-fold lower compared to
Gullmar Fjord; highest concentrations are found between 2.5
and 15 cm (~ 12-30 uM) and below 30 cm (~ 14-30 uM), re-
spectively. Molybdenum and U profiles resemble each other
more closely compared to Gullmar Fjord, showing at least
three distinct coinciding peaks: below the SWI, at 24 cm, and
at 28 cm depth.

4.2 Solid-phase geochemistry

Solid-phase geochemistry strongly differs between the two
fjords (Fig. 4). While Co in Koljo Fjord is 2 times
greater than in Gullmar Fjord, both fjords have similar mo-
lar N/C ratios of 0.08-0.11 (or as molar C/N ratio: 8.7—
13.3) throughout the sediment cores. These ranges plot
between phytoplankton and terrestrial derived OM (Bor-
dovskiy, 1965; Meyers, 1994; Goiii et al., 2003; Lamb et
al., 2006), as expected from fjord settings. Based on the two
endmember mixing model, in both fjords the contributions
of OCierr : OCphpy to the total Cop loading are ~40 % : 60 %
with an absolute range of &7 %—24 % around these values,
depending on the endmembers chosen (Sect. 2.4.3). We also
note the possibility of diagenetic alteration of sediment C/N
ratios influencing the estimates (e.g., Van Mooy et al., 2002),
although this effect likely falls within the error ranges of the
endmembers.

4.2.1 Gullmar Fjord
Manganese

Total Mn contents correspond to those from previous stud-
ies on Gullmar Fjord sediments (Engstrom et al., 2005;
Goldberg et al., 2012). Highest Mn enrichments are found
in the surface sediments (14 to 399 umol g~ =0.1 wt %—
2.2wt %), primarily in F3 as Mn (oxy)(hydr)oxides (Mn
oxides hereafter) and secondarily in F2 as Mn carbonates
(Fig. 4a). Below 10cm depth, Mn is almost exclusively as-
sociated with F2. Notably, there are two distinct Mn peaks
at ~20 and ~40cm depth. Fractions F1 (weakly sorbed
metal species), F4 (OM complexes), FS5 (pyrite bound), and
F6 (residual phase, i.e., silicates) do not play a major role as
host phases for Mn in this system.

Iron

While total Fe concentrations are 2 times greater than Mn
(731 to 897 umol g~ = 4.1 wt %—5.0 wt %, Fig. 4a), signif-
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Figure 3. (a) Gullmar Fjord and (b) Koljo Fjord downcore pore water profiles of major and trace pore water constituents: sulfate (SOZ_,
Y H,S, Fe, Mn, Mo, and U. Estimated benthic fluxes (in nmol m—2 d_l) for Mo and U are provided. Positive benthic fluxes (4, upward
facing arrow) refer to benthic release, and negative fluxes (—, downward facing arrow) refer to sedimentary uptake. The white filled symbols
indicate the samples used for the benthic flux estimation. Bottom water values not following a linear gradient with surface sediment values
were omitted from the calculation (i.e., Mo at both fjords and U at Gullmar Fjord).

icant trends with depth in sediment are less pronounced in
Fe compared to Mn. The shape of the total Fe profile is
mostly impacted by F2 — Fe carbonates (i.e., siderite and
ankerite) — with the co-occurrence of two peaks at approx-
imately the same depths as the Mn peaks. Fraction 3 — Fe
(oxy)(hydr)oxides (Fe oxides hereafter) — shows a modest
downward decreasing trend after an ~ 7 cm thick subsurface
peak. Other fractions are either missing (F1) or show negli-
gible variation (F4-F6).

Molybdenum

Sedimentary Mo is strongly coupled to Mn cycling (Mn ox-
ides) at the surface sediment in weakly sorbed metal species
(F1 and F3, Fig. 4a). Except for the massive surface Mo en-
richment, Mo remains below 10nmolg~! on average. Re-
markably, the gradual increase of F1 and F3 below 24 cm
depth cannot be linked to changes in Mn content. Overall,
Mo and Mn appear to be decoupled at depth, because the
F2 peaks in Mn do not match the Mo profile. Fraction F2 is
entirely absent, in accordance with a previous study (Joki-
nen et al., 2020b). We note that this result is not a conse-
quence of analytical challenges. Although the sodium acetate
matrix has a comparatively high detection limit for Mo (see
Sect. 2.5.1), the value of this detection limit is equivalent to
approximately 1 nmol of Mo per gram of sediment, a negli-
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gible value in comparison to the other fractions; hence, the
absence of Mo in F2 is considered genuine.

Uranium

Decoupling is also apparent for Mo and U to the extent that U
is sequestered in completely different phases than Mo. Ura-
nium is largely associated with the residual (silicate) fraction
F6 (~ 53 %), followed by similar proportions of carbonates
(F2) and refractory OM complexes (F4, Fig. 4a). Both F4
and F6 do not show a significant trend with depth, while F2
increases with depth (particularly below the Mn F2 peak at
20 cm depth), accompanied by F1 and F3. These trends are
similar to those visible in the Mo solid-phase data.

4.2.2 Koljo Fjord
Manganese

The solid-phase Mn content at Koljo Fjord is as much
as 20 times lower compared to Gullmar Fjord (9 to
25 umol g~ = 0.05 wt %-0.14 wt %, Fig. 4b). Moreover, the
proportions between the six fractions are different: Mn is
primarily enriched in F6, closely followed by F4, and total
proportions of F1 and F2 make up only one-third of those
of F4 and F6. All four fractions share distinct enrichment
peaks, albeit none of these peaks are present in all fractions
simultaneously. Strikingly, only in F4 and F6 do peaks occur
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below 30 cm, whereas the other fractions show similar con-
centrations. All Mn peaks are also present in the solid-phase
Fe extraction data at the same depth intervals (F2-F6), al-
beit less pronounced except for the two subsurface maxima.
Manganese in F3 shows the same two peaks visible for Mn
in F2, F4, and weakly in F6. However, given that F3 has the
lowest total concentration of all fractions (< 1 nmol g’l), it
probably only plays a subordinate role for authigenic seques-
tration of Mn at Koljo Fjord. The same applies to F1, which
is not preserved under sulfidic conditions.

Iron

Total Fe contents are slightly more elevated compared
to Gullmar Fjord (607-1311 umol g~ = 3.4 wt %—7.3 wt %;
Fig. 4b). By contrast to Mn, Fe in F4 and F6 constitute
~ 60 % of the total Fe host phases. While F4 does not show
any clear trend throughout the sediment core, the size of F6
shows a clear separation between strong enrichments at the
top and at the bottom of the core, separated by a less en-
riched central part of the sediment core (= half of the top
and bottom enrichment). The third largest Fe pool consists
of Fe carbonates (i.e., siderite or ankerite) or iron monosul-
fide (FeS) extracted in F2; however, below 30 cm, this pool
disappears.

Molybdenum

Molybdenum strongly follows Mn and Fe, showing enrich-
ment maxima at similar sediment depths, albeit Mo peaks are
more pronounced (particularly between 10 and 20 cm, and at
45 cm depth, respectively, Fig. 4b) and range between ~ 200
and 750 nmol g~ !. Molybdenum peaks are dominated by F1
followed by equal proportions of F3 and F4 — both likely
sulfurized OM. Despite high pore water XH,S, the pyrite
pool F5 is unexpectedly low and of similar size as the resid-
ual fraction F6. Fraction 2 is also absent at Koljo Fjord (see
Sect. 4.2, Gullmar Fjord).

Uranium

Uranium partially covaries with Mo with respect to the oc-
currence of peaks (Fig. 4b). However, below 25 cm U gradu-
ally increases with depth with two peaks at 33 cm and at the
core bottom (~ 49 cm), whereas Mo drops below 30 cm and
only sharply increase again from 40 to 45 cm. Besides these
differences, U host phases are contrasting those of Mo and
differ from Gullmar Fjord — except for F1 and F5 being the
smallest fractions. Approximately 40 % of the U content is
associated with F2; the remaining 60 % is divided among the
others: F6, similar portions in F3 and F4, and F1 and F5 make
up only 2 % and 1 %, respectively, of the total extractable U.
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5 Discussion

5.1 Iron and manganese cycling and sequestration
mechanisms

Sedimentary Mn and Fe geochemical cycling, contents, and
speciation differ between Koljo Fjord and Gullmar Fjord
(Figs. 3 and 4). These differences are likely caused by dis-
tinct depositional environmental processes within the fjords.
Such processes include riverine input and salinity-driven
flocculation of Mn and Fe oxides during estuarine mix-
ing processes at the freshwater—marine interface (Sholkovitz,
1978; Brinkmann et al., 2023b), shelf-to-basin shuttling (e.g.,
Lenz et al., 2015a; Lenstra et al., 2020, 2021b), gravita-
tional focusing of suspended material (sedimentary Mn ox-
ide enrichments are usually highest in the deepest part of a
basin; Hermans et al., 2019b), subsequent refluxing (reduc-
tive dissolution—oxidative precipitation) of Mn and Fe ox-
ides between the oxic/dysoxic redox interface (within the
water column or the sediment; e.g., Adelson et al., 2001;
Sulu-Gambari et al., 2017), and enhanced sequestration of Fe
compared to Mn under suboxic and particularly sulfidic con-
ditions (Hermans et al., 2019b). Occurrence, strength, and
interaction between such processes are sensitive to temporal
variability in seasonal changes in water mass stratification,
lateral transport of sediments, and redox conditions (Lenz et
al., 2015a; Sulu-Gambuari et al., 2017; Scholz et al., 2019).

5.1.1 Manganese

At Gullmar Fjord, sedimentary Mn mostly consists of non-
silicate Mn species — Mn oxides (F3) and Mn carbonates (F2)
(Goldberg et al., 2012). Enrichment peaks of Mn are found in
the surface sediments, present as Mn oxides (Fig. 4a). Oxic
water conditions, which prevailed prior to our sampling cam-
paign (Fig. 2), likely stimulated precipitation of Mn oxides
from dissolved Mn2+ upon contact with Oy, and their subse-
quent shuttling to the seabed (Dellwig et al., 2018; Lenstra et
al., 2021b). Upon reductive dissolution of Mn oxides, Mn2t
is released to the pore water (Fig. 3a) and subsequently re-
precipitates as Mn carbonates upon contact with bicarbon-
ates (Calvert and Pedersen, 1996). Besides a strong subsur-
face maximum in Mn?* at Gullmar Fjord (Fig. 3a), disso-
Iution of Mn oxides continues (albeit slower) deeper in the
sediment within the zone of Fe(IIl) reduction (Fig. 3a, Gold-
berg et al., 2012), as evident by elevated Mn?t (~ 100 uM)
at depth and the presence of two comparatively small Mn
oxide peaks at ~ 20 and ~ 40 cm depth, respectively. At the
same depth intervals, our data also show two Mn peaks in F2,
which likely consist of Mn carbonates (Fig. S4) — although
some Mn(II) phosphates might also be present (Hermans
et al., 2019b, 2021). Distinct layers of authigenic Mn car-
bonates are a common observation in dysoxic—suboxic sed-
iments beneath oxic bottom waters in many coastal marine
environments (e.g., Huckriede and Meischner, 1996; Lenz et
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Figure 4. (a) Gullmar Fjord and (b) Kolj6 Fjord downcore solid-phase distribution of Corg (divided into riverine—estuarine phytoplankton-
derived (blue) and terrestrial-plant-derived (yellow)) and elemental Ca, Mn, Fe, Mo, and U contents (divided into six different fractions (F1—
F6) based on the sequential extraction scheme) (Table 1). In each Corg plot, the light-shaded area (light yellow, light blue) denotes the absolute
range in OCp}ly and OCeyy fractions based on the maximum (N/C)err and (N/ C)phyt endmembers (dashed line) and minimum (N/C)err and
(N/C)phyt endmembers (dash-dot line), as reported in Gofii et al. (2003). The solid line denotes the OCterr : OCphy; contributions calculated
when using the (N/C)ierr = 0.04 and (N/C)ppyt = 0.13 endmembers, as per Jilbert et al. (2018). A summary of bottom water Oy history
at both fjords is provided on the right. The bottom water redox conditions were derived from the fjord’s monitoring data (Fig. 2; SMHI,
2022) and correlated to selected depth intervals in the sediment cores using the estimated age—depth models (Sect. 3, Fig. S2a, b). The
abbreviations used to describe the average bottom water (BW) redox conditions are defined as follows (in order of appearance from top to

bottom): dyx = dysoxic, ox = oxic, epi. = episodical, seas = seasonal, re-oxy = reoxygenation, eux = euxinic, and sub = suboxic.

al., 2015b; Lenstra et al., 2020). Formation of Mn carbonate
enriched layers at Gullmar Fjord (and similar depositional
environments) may either represent relic shifts in the redox
boundary within the sediment (Goldberg et al., 2012) as de-
scribed in Burdige (1993) or are a result of changes in Mn
input related to varying intensity in Mn oxide shuttling —
where stronger Mn oxide shuttling promotes Mn carbonate
accumulation (e.g., Lenz et al., 2015a; Lenstra et al., 2021b).

At Koljo Fjord these processes also occur but are less ef-
ficient due to high sulfate reduction rates, inducing XH»S
release to the pore water (Fig. 3b), which in turn alters the
vertical zonation of electron acceptors used for OM degrada-
tion (Burdige, 1993). Under such sulfidic pore water condi-
tions, Mn oxide formation is restricted to sufficiently oxy-
genated zones in the water column (Brewer and Spencer,
1971), which at Koljo Fjord occur above the pycnocline
(~ 15-25 m water depth; SMHI, 2022). When these Mn ox-
ides sink through the suboxic water column, they begin to
reductively dissolve before reaching the sediment (Burdige,
1993; Scholz et al., 2017). Only a small fraction of Mn ox-
ides may survive the dissolution process in the water column,
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which is the case here, as inferred by the minor Mn oxide
peak close to the sediment surface (~ 1.5 cm). Subsequently,
these Mn oxides are available for rapid conversion into Mn
carbonates in the sediment (Lenz et al., 2015a; Lenstra et
al., 2021a). Coinciding Ca and Mn peaks in F2 throughout
the sediment core suggest that past fluctuation in the redox
conditions have allowed for conversion of Mn oxides to Mn
carbonates. However, the more reducing water column and
pore water conditions prevent a long-term build-up of these
two Mn host phases (Fig. 4b). This explains why the ma-
jority of sedimentary Mn resides in the silicate fraction (F6)
and refractory OM complexes (F4) and the 20 times lower
total Mn contents at Koljo Fjord compared to Gullmar Fjord,
where more oxygenated conditions and deeper water depth
promote Mn oxide formation and gravitational focusing on
the surface sediments.

5.1.2 Iron

Compared to Mn, total sedimentary Fe contents at Gullmar
Fjord show hardly any trend with depth (Fig. 4a), analogous
to estimates by Goldberg et al. (2012). The largest Fe frac-
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tion, F6, probably represents Fe bound to illite, which is the
most common clay mineral in this area (Hassellov et al.,
2001), and the smallest Fe fraction, F3, is likely a residual
from a previous phase rather than actual pyrite, as XH»S
was below detection limit. Fractions F2 and F3 show the
strongest variability among all fractions. As no separate ex-
traction of labile Fe oxides was performed, F3 likely con-
sists of a mixture of both labile (i.e., ferrihydrite and lepi-
docrocite) and crystalline (i.e., goethite and hematite) Fe ox-
ides (Table 1). Based on experiments performed by Poulton
and Canfield (2005), we cannot rule out that a minor fraction
of labile Fe oxides (~ 1 %-2 %) may have already been ex-
tracted in the previous sodium acetate step (F2). With regards
to F3, we observe a surface enrichment in the upper 10 cm,
which is likely due to the formation of labile Fe oxides. This
assumption is based on the Fe and Mn pore water profiles,
showing that the F3 peak coincides with maximum dissolu-
tion of Mn oxides (release of Mn2T), which itself catalyzes
labile Fe oxide formation by oxidation of Fe?>* (Figs. 3a and
4a; Wang and VanCappellen, 1996). With onset of reductive
dissolution of Fe oxides below ~ 10 cm depth, these labile Fe
oxides are being readily dissolved. Underpinned by the re-
sults by Goldberg et al. (2012), we therefore infer that below
10 cm F3 mostly contains crystalline and refractory Fe oxides
and to a lesser extent labile Fe oxides. Two distinct Fe peaks
are present in F2 that overlap with the Mn peaks at ~ 20
and ~ 40 cm depth. Given the apparent low sulfate reduction
rates and release of dissolved X H»S required for iron mono-
sulfide (FeS) formation (Canfield et al., 1993; Aller, 1994),
we do not expect any FeS present in F2. Instead, Fe peaks
likely consist of Fe carbonates, which typically coprecipitate
with rhodochrosite and calcite (e.g., Wittkop et al., 2020).
Correspondingly to the Mn carbonate peaks, those Fe car-
bonate peaks likely represent past maxima in Fe oxide accu-
mulation in response to enhanced Mn and Fe oxide refluxing
(e.g., Lohan and Bruland, 2008; Lenstra et al., 2021b).

Total Fe contents at Koljo Fjord are comparable to Gull-
mar Fjord, since more reducing conditions do not impede Fe
sequestration (e.g., Hermans et al., 2019b, 2021) — as it is
the case for Mn (Sect. 5.1.1). The contrasting redox condi-
tions, however, impact the type of Fe host phases present in
the sediment. At Kolj6é Fjord, Fe is dominantly sequestered
in F4 and F6, followed by F2, and thereby follows the dis-
tribution of Mn. Other similarities to Mn are the number of
distinct peaks and their occurrence in the sediment profile, as
well as the disappearance of fractions F1-F3 below 30 cm.
These patterns suggest a common control impacting the geo-
chemical sedimentary cycling of both metals. Analogous to
Mn, Fe oxide formation requires oxidizing conditions, un-
like Mn oxides, however, crystalline Fe oxides (F3) can be
preserved under sulfidic conditions (Hermans et al., 2021;
Lenstra et al., 2021b), which explains their presence through-
out the sediment core, although some Fe might also be sorbed
to OM extracted in the same phase (Lalonde et al., 2012;
Jokinen et al., 2020a). Whereas dissolved Mn?t does not
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commonly precipitate as Mn sulfide (MnS) compounds upon
contact with pore water XH,S (Suess, 1979; Carman and
Rahm, 1997), dissolved Fe?T typically removes ¥ H»S from
the pore water, leading to the precipitation of FeS, which
is extracted in F2 (Berner, 1980; Burdige, 1993). In agree-
ment with covariation patterns between Fe and Ca, F2 may
also contain Fe carbonates or labile Fe-OM complexes (Jil-
bert et al., 2018; Fig. 4). During diagenesis, FeS may be fur-
ther transformed into pyrite (F5; Boesen and Postma, 1988).
Based on the Fe : S ratio in F5 and the onset of XH»S release
to the pore water (Fig. 3b), we suspect that below the subsur-
face Fe peak in F2 (~ 1.5 cm) at least part of F5 represents
pyrite (Fe : S ratio > 0.5; Fig. S3).

5.2 Molybdenum and uranium speciation and
sequestration mechanisms

Total authigenic sedimentary enrichments of Mo and U are
greater at Koljo Fjord compared to Gullmar Fjord (Figs. lc,
d and 4), which agrees with their geochemical redox behav-
ior under euxinic and dysoxic conditions, respectively (Ben-
nett and Canfield, 2020; Paul et al., 2023). Moreover, molar
Mo / U bottom water and surface sediment ratios are elevated
at both fjords (Fig. S4) with respect to the molar Mo / U ratio
in average seawater (~ 7.5, Algeo and Tribovillard, 2009),
indicating a greater mobility and subsequent sequestration of
Mo compared to U (Scholz et al., 2013). Indeed, our sequen-
tial extraction data reveal greater authigenic Mo sequestra-
tion at both fjords relative to U (Figs. 1c, d and 4).

5.2.1 Molybdenum and uranium in Gullmar Fjord
Molybdenum

At Gullmar Fjord, the molar Mo /U ratio in the pore water
is > 7.5 and is gradually rising until 20 cm sediment depth
(Fig. S4), which is consistent with the extraction data show-
ing a dominance of Mo and Mn co-enrichments (F3) over
U in the upper 10cm. This distinct Mo-Mn covariation is
likely caused by Fe and Mn oxide shuttling from the wa-
ter column to the surface sediment, favored by ambient wa-
ter column redox conditions. Under such conditions, Mo (as
molybdate, MoOi_) has a strong affinity to Mn and Fe ox-
ides. By attaching to these oxides, Mo is removed from the
water column and shuttled to the sediment surface (Berrang
and Grill, 1974; Scholz et al., 2013; Dellwig et al., 2021).
As Oy is consumed within the upper 2-5mm of the sedi-
ment (Brinkmann et al., 2023b) — which is typical for non-
bioturbated or mildly bioturbated coastal marine sediments
underlying a relatively oxygenated water column (Glud et al.,
2003, Slomp et al., 2013; Hermans et al., 2019a) — first Mn
and then Fe oxides are being reductively dissolved, by which
Mo is subsequently released to the pore water (Fig. 3a, e.g.,
Sulu-Gambari et al., 2017). A comparison between Mo accu-
mulation rates (MopmaRr) of the upper 10 cm and Mo diffusive
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fluxes (MoOpenthic flux) reveals that most of the released Mo
will likely be buried in the sediment. In this low-sulfide sys-
tem and thus in the absence of sulfide-mediated pathways for
authigenic Mo sequestration, however, a fraction of Moygjgs
might diffuse upwards and escape burial, indicated by a pos-
itive Mopenthic fiux (Table 2). This is a common mechanism
observed in coastal depositional environments subject to pe-
riodic or seasonal reoxygenation events, such as the major
Baltic inflows (MBIs, e.g., Scholz et al., 2013; Dellwig et al.,
2021) or in response to the collapse of seasonal water mass
stratification (Sulu-Gambuari et al., 2017).

With the dissolution of Mn and Fe oxides and subse-
quent conversion of such into Fe and Mn carbonates (F2),
solid-phase Mo concentrations drop to background levels
(below 10cm, Fig. 4a). This observation highlights the im-
portance of Mn oxides as carrier phases for Mo in surface
sediments underlying seasonally dysoxic bottom water (e.g.,
Sulu-Gambari et al., 2017) but also that more reducing con-
ditions are required to permanently sequester Mo in the sed-
iment (e.g., Tribovillard et al., 2006; Jokinen et al., 2020b).
Below 20 cm, however, solid-phase Mo concentrations grad-
ually increase again with depth, while pore water Mo concen-
trations show a decreasing trend. The solid-phase increase
in Mo is mostly manifested in F1 (almost 20 times higher
than the background). A similar observation was made by
Jokinen et al. (2020b) in sulfidic sediments in the Finnish
archipelago, underlying an oxic water column. The authors
inferred that the occurrence of Mo in F1 deeper in the sed-
iment represents a precursor phase of Mo sequestration fol-
lowing the iron sulfide pathway (Vorlicek et al., 2018; Helz
and Vorlicek, 2019). In contrast to Jokinen et al. (2020b),
the pore waters at Gullmar Fjord are depleted in XH,S (at
least down to 40 cm depth), due to removal of any produced
Y H,S by reactive Fe oxides in the sediment (Goldberg et
al., 2012). In turn, thiolation of molybdate is strongly limited
(Helz et al., 1996; Erickson and Helz, 2000). As molybdate is
the more likely pore water species of Mo throughout the core
(Goldberg et al., 2012), we suspect that most Mo is attached
to Fe oxides or weakly sorbed to other mineral phases.

Uranium

Uranium (as uranyl complex with mostly carbonate or phos-
phate; Langmuir, 1978) may be absorbed to Fe oxides and,
to a lesser extent, Mn oxides in surface sediments (McKee et
al., 1987; Morford et al., 2007; Brennecka et al., 2011; Singh
et al., 2012; Dang et al., 2016). However, shuttling-induced
removal and sediment surface focusing, as evident for Mo,
is believed to be a less important control for U sequestration
in marine sediments (Dellwig et al., 2021). Instead, diffusion
across the SWI is regarded as the primary transport pathway
of U to the sediment (Barnes and Cochran, 1991; Klinkham-
mer and Palmer, 1991; Algeo and Maynard, 2004; McManus
et al., 2005). Our Upmar and benthic flux estimates suggest
that, while diffusion across the SWI appears to drive U se-
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questration in the surface sediments (negative flux, Table 2),
the presence of an additional particulate flux is possible. This
is inferred from MARs that are 5 times greater than the dif-
fusive flux (Table 2). One possibility is the deposition of U
as particulate non-lithogenic U (PNU) associated with OM
(Hirose and Sugimura, 1991; Zheng et al., 2002b). However,
preservation of such PNU is unlikely at Gullmar Fjord due
to surface water O, concentrations > 200 uM. Alternatively,
the additional particulate U flux originates from U adsorp-
tion to Fe (and Mn) oxides close to the SWI and subsequent
shuttling of U to the sediment surface.

According to thermodynamics, reducing conditions are re-
quired for permanent sequestration of U as particle reactive
UIV) uraninite (Veeh, 1967; Bonatti et al., 1971; Anderson
et al., 1989; Klinkhammer and Palmer, 1991). Besides abi-
otic U(IV) reduction, U may also be reduced by biotic reac-
tions in the presence of dissimilatory metal-reducing bacteria
and/or sulfate-reducing bacteria, leading to the formation of
both crystalline uraninite (e.g., Bargar et al., 2008; Sharp et
al., 2009; Lee et al., 2010) and monomeric (non-crystalline)
non-uraninite (e.g., Lovley et al., 1991, 1993; Fredrickson et
al., 2000; Bhattacharyya et al., 2017).

In contrast to Mo, pore water U does not increase with the
onset of Mn oxide dissolution but rather shows a decreasing
trend (Fig. 3a). Coinciding with maximum Fe oxide disso-
lution (Fe?* release), this decreasing trend is amplified and
continues until ~ 20 cm, at which most Fe?t has been con-
sumed. The coinciding drawdown of pore water U with in-
creasing Fe?" is a typical observation in both experimental
and field data of marine sediments (Cochran et al., 1986;
Klinkhammer and Palmer, 1991; Zheng et al., 2002a) and
has been attributed to a combination of Fe and U reduction
commencing at similar redox potentials and efficient removal
of particle reactive U(IV) from pore water (Cochran et al.,
1986; McKee et al., 1987; Zheng et al., 2002a). According
to U reduction kinetics, however, Fe?t is unlikely to act as a
direct abiotic U(IV) reductant. More likely are crystalline Fe
oxides, which have shown to reduce U(VI) to U(IV) at near-
neutral pH (Ginder-Vogel and Fendorf, 2008). At Gullmar
Fjord, crystalline Fe oxides (F3) are observed from ~ 10 cm
and onwards. They remain relatively constant throughout the
sediment core, by which they could be involved in U(VI) re-
duction and U(IV) precipitation.

Our geochemical data reveal that U mostly resides in clay
minerals (F6) or associated with refractory OM complexes
(F4). However, U in F4 and F6 strongly covaries with Al in
F4 and F6 (Fig. S6) and remains relatively constant through-
out the sediment core. When U(VI) builds complexes with
OM, it becomes unresponsive to microbially mediated U(VI)
reduction (despite favorable reduction conditions), which de-
creases the pool of reactive and mobile U species (Ortiz-
Bernad et al., 2004; Fuller et al., 2020). Therefore, we infer
that U in F4 (OM-bound) and F6 (clay-bound) is of detrital
origin and largely unreactive rather than representing reac-
tive authigenic U phases.
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Instead, possible host phases of authigenic U are ex-
pected in F2, e.g., associated with Mn carbonates (F2), which
particularly below 24 cm strongly covary with each other.
Presumably, U extracted in F2 represents monomeric non-
uraninite (Fu et al., 2018; Jokinen et al., 2020b). Water-
column-monitoring phosphate (POi_) data indicate benthic
release of POi_ during the sampling month (~ 5 umol L~ at
110 m; SMHI, 2022), suggesting high pore water POi_ con-
centrations. Numerous studies have observed that PO?[ in-
hibits the formation of crystalline uraninite (Bernier-Latmani
et al., 2010; Boyanov et al., 2011; Alessi et al., 2014; Morin
et al., 2016), supporting the presence of non-uraninite in F2
(Jokinen et al., 2020b). Remarkably, F2 and F3 follow a very
similar downcore enrichment pattern (Fig. S7). In contrast to
U in F2, U in F3 likely comprises crystalline uraninite, as
inferred by laboratory experiments (Fu et al., 2018, urani-
nite extracted with hydroxylamine). To explain this covaria-
tion and downward increase, it could be argued that U in F2
and F3 represents a continuum of U host phases extractable
in both F2 and F3. Monomeric non-uraninite and crystalline
uraninite are known to have a high affinity to form complexes
with OM, by which OM could be a possible candidate as a
common U host phase (Alessi et al., 2014; Bone et al., 2017).
However, neither F4 nor Cyg shows a meaningful correlation
with F2 or F3. Thus, association of U in F2 (non-uraninite)
and F3 (crystalline uraninite) with OM is unlikely at this site
(Figs. 4a, S7).

5.2.2 Molybdenum and uranium in Koljo Fjord
Molybdenum

In contrast to Gullmar Fjord, solid-phase Mo /U ratios at
Koljo Fjord are elevated throughout the sediment core rel-
ative to average seawater, suggesting enhanced authigenic
Mo, which is in line with elevated Mo-EFs above the crustal
background and compared to U-EFs (Fig. 1c). Bottom water
redox conditions are subject to inter—annual fluctuations, re-
sulting in a range from oxic to sulfidic conditions (Fig. 1b).
Such fluctuations favor formation of Fe and Mn oxides,
which are the most efficient scavenging and transport car-
riers of Mo in waters with variable oxic—suboxic boundaries
(Scholz et al., 2013; Bertine and Turekian, 1973; Algeo and
Lyons, 2006; Wagner et al., 2017). The six-fold higher Mo
accumulation rates (MopmaRr) of the upper 10cm compared
to the Mo benthic influx support this particulate shuttling
transport mechanisms for Mo at Koljo Fjord. In contrast to
Gullmar Fjord, the sulfidic bottom and pore water permit
efficient Mo burial and limit rerelease to the bottom water
(Sulu-Gambari et al., 2017; Lenstra et al., 2019).

In the sediment, the close relationship between Mo burial
and Mn and Fe oxide refluxing is demonstrated by the cor-
responding fluctuations in Mo with Fe, particularly Mn en-
richments (Fig. 4b). However, in sulfidic pore water, Mn ox-
ides are negligible as host phases due to reductive disso-
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lution of such (Fig. 3b). Instead, our data suggest that Mo
weakly bound to S phases (F1, i.e., thiomolybdate interme-
diates) may serve as transitional host phases after release
of Mo from Mn oxides. The presence of these particle re-
active thiomolybdate intermediates agrees with pore water
¥ H5S concentrations > 11 uM and required subsequent re-
placement of O atoms with S atoms during subsequent thi-
olation (MoOﬁf to MoS?f; Helz et al., 1996; Erickson and
Helz, 2000), and it explains the gradual decrease in pore wa-
ter Mo / U molar ratios.

Likely candidates for more permanent host phases of Mo
are F3 and F4. These comprise crystalline Fe oxide (F3),
which in contrast to labile Mn oxides can survive sulfidic
conditions (Hermans et al., 2021), as well as the labile and
more refractory OM pool (F3 and F4). Both fractions are
of similar size and generally follow the same pattern as F1,
suggesting that Mo initially stored in labile thiomolybdate
intermediates on mineral surfaces (e.g., Helz et al., 1996;
Vorlicek et al., 2018) may also become more permanently
incorporated into Fe oxides and OM (e.g., Chappaz et al.,
2014; Dahl et al., 2017). Organic-bound host phases for Mo
are a common finding in different marine sediments under-
lying suboxic—euxinic water columns (e.g., Huerta-Diaz and
Morse, 1992; Algeo and Lyons, 2006; Scholz et al., 2013).
Other permanent Mo host phases frequently discussed are
pyrite (e.g., Huerta-Diaz and Morse, 1992; Sundby et al.,
2004; Chappaz et al., 2014) and Fe-Mo-S colloids, such as
FeMoS, (Vorlicek et al., 2018; Helz and Vorlicek, 2019;
Helz, 2021). Both mineral phases are expected to be ex-
tracted in F5 (Table 1). While adsorption of Mo onto pyrite
surfaces has been considered a possible Mo sequestration
pathway (Huerta-Diaz and Morse, 1992), in practice corre-
lations between Mo and Fe or total S contents are often very
weak (Lyons et al., 2003; Algeo and Maynard, 2004; Scholz
etal., 2013). Consistent with these studies, at Koljo Fjord, the
correlation between F5 Mo and Fe: S or S is not significant
(R2 =0.02 or R?2 =0.03, respectively). Thus, we infer that
pyrite is probably negligible as a Mo host phase. Although
Fe-Mo-S colloids are more likely to host Mo in F5, given the
small fraction size relative to the sum of all fractions (me-
dian ~ 8 wt %), the total contribution of Mo sequestered as
Fe-Mo-S colloids is of minor importance.

Uranium

In contrast to Mo, benthic U fluxes are very similar between
Gullmar Fjord and Koljo Fjord, illustrating that diffusion — as
the key sequestration pathway of U — commences in a similar
manner under either oxic—dysoxic or suboxic—sulfidic bot-
tom waters. Similarly, estimated UpaRrs of the upper 10 cm
are only slightly elevated above those at Gullmar Fjord but
also about 5 times greater than the U diffusive flux (Ta-
ble 2). This implies that U water column dynamics (particu-
late transport to the sediment surface) behave relatively simi-
larly between the two fjords. Despite a strong pycnocline and
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Table 2. Estimated authigenic Mo and U mass accumulation rates (TMpaR) of the upper 10 cm (whole core in brackets) and benthic fluxes
(TMpenthic flux) at Gullmar Fjord (GF-117) and Koljo Fjord (KF-43). Positive benthic fluxes (4) refer to benthic release, and negative fluxes
(—) refer to benthic uptake. TMpaR values were estimated using total solid-phase Al, Mo, and U concentrations derived from the sum of
F1-F6 in the sequential extraction data. All values are given in pmol m—2 yr_l‘ Note that Mopenthic flux ad Upenthic flux provided here are

the same as those provided in Fig. 2 given in nmol m2d-!,

Site Mopmar (UCC)  Mopenthic flux =~ UMAR (UCC)  Ubenthic flux
GF-117 87.15 (69.49) +25.13 9.52 (20.56) -2.04
KF-43 238.91 (332.33) -39.21 11.39 (17.98) -2.12

dysoxic—suboxic conditions below ~ 15-17 m water depth,
Kolj6 Fjord surface waters are usually well-oxygenated. Un-
der such conditions, PNU preservation is also expected to be
limited here (Zheng et al., 2002b), which makes an additional
supply of U by Fe oxides more likely.

As Koljo Fjord’s pore water becomes sulfidic just below
the SWI, Ug;ss is removed from the pore water within the up-
per 5Scm (Fig. 3b). Within the same depth interval, a small
fraction of U is (loosely) sorbed U(VI) to mineral phases
(F1, Fig. 4b). However, with onset of reducing conditions, F1
rapidly decreases and is replaced by more refractory U(IV)
mineral phases extracted in F2-F4. The majority of authi-
genic U resides in F2, followed by F3 and F4 with similar
fraction sizes (Fig. 4b). Remarkably, all three fractions fol-
low a similar downward trend (Fig. S7). They also show a
strong covariation with Coyg, particularly with terrestrial Cog
(Figs. 4b, S7). As refractory metal-OM complexes are ex-
pected to be extracted in F2-F4 (Table 1), these findings
imply that, unlike at Gullmar Fjord, the majority of authi-
genic U at Koljo Fjord is bound to labile and refractory OM
complexes or Coro-coated minerals (Bone et al., 2017). Al-
though some crystalline Fe oxides are present at Koljo Fjord
(Sect. 5.1.2) to serve as potential reduction agents of U(VI),
the strong inverse correlation between pore water Y _H,S and
Ulgiss — @ phenomenon observed in the Black Sea water col-
umn (Rolison et al., 2017) — suggests that U(VI) reduction is
dominantly enzymatically mediated by sulfate-reducing bac-
teria (Lovley et al., 1993; Fletcher et al., 2010).

Sulfate reduction also has implications for the type of
U{V) mineral phases precipitating from solution, since
SOZ_ favors non—uraninite formation (Fletcher et al., 2010;
Fuller et al., 2020). In other words, even under sulfidic con-
ditions, U(VI) associated with OM may only be partially re-
duced to crystalline uraninite U(IV); therefore, the latter may
not be the dominant U phase despite favorable reduction con-
ditions (Cumberland et al., 2018; Fuller et al., 2020). This in-
fers that at Koljo Fjord OM-bound U likely consists of a mix-
ture of reactive (prone to remobilization) monomeric non-
uraninite U(IV), unreactive (less prone to remobilization),
crystalline uraninite U(IV), and oxidized U(VI) complexes
(Sharp et al., 2011; Alessi et al., 2012; Jokinen et al., 2020b).
Consequently, the results suggest that besides sulfidic con-
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ditions the presence of OM may increase the preservation
potential of U in fjord sediments.

Despite the reduction potential of reduced S species (i.e.,
FeS or pyrite; Bargar et al., 2013; Cumberland et al., 2021)
on U(VI), U does not form direct bonds with such species
(Choppin and Jensen, 2006; Bone et al., 2017). As sup-
ported by the apparent decoupling between U in F5 (pyrite
extractable) and Fe : S, Mo, Fe, and S in F5, such decoupling
suggests that U neither forms Fe-S precipitates nor absorbs
directly onto other metal-Fe-S phases, such as pyrite or Mo-
Fe-S colloids. In contrast to the decoupling of Mo and U in
F5 (and all other fractions), both trace metals show a very
similar enrichment pattern in F1 (Fig. S8). As the Mo-U co-
variation pattern is absent at Gullmar Fjord and thiomolyb-
date intermediates are the most logical host phase for Mo
in F1 at Koljo Fjord, this could suggest that U is sorbed
to those thiomolybdates. However, the relatively consistent
~ 2 cm offset — particularly below 20 cm — between Mo and
U in F1 makes the presence of a common host phase very
unlikely (Fig. S8). Thus, the covariation pattern must have
a different source. Bone et al. (2017) explained U-S corre-
lations by associations between thiol-S species with OM to
which U is absorbed. This indirect bonding of U to S species
via organic coatings could indeed explain why U in F5 is de-
coupled from (Mo)-(Fe)-S species but present in F1.

All OM complexes are expected to be extracted in F4;
thus, no OM associations are expected in F5. In accordance
with Gullmar Fjord, we observe that F6 in U covaries with
F6 in Al, suggesting that U is of detrital origin. Uranium(VI)
may be transported to the basin sorbed to clay minerals,
such as illite, which is the dominant clay mineral (grain size
fraction <2 pum) in Gullmar Fjord and Skagerrak (Hassel-
I6v et al., 2001). Sorption of U(VI) to clay minerals has
been demonstrated in laboratory experiments (Bachmaf and
Merkel, 2011; Mei et al., 2022). Strikingly, U residing in F6
is believed to represent the most refractory U host phase —
crystalline uraninite (Jokinen et al., 2020b; F5 in their pro-
tocol). Our data do not support this hypothesis. This may be
partially explained by the additional extraction step we con-
ducted to separate the pyrite fraction (F5) and silicate frac-
tion (F6).
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5.3 Key authigenic Fe, Mn, Mo, and U sequestration
mechanisms at Gullmar and Koljo fjords

In summary, our geochemical data suggest that sedimentary
authigenic Mo and U sequestration in Gullmar Fjord and
Koljo Fjord is strongly controlled by differences in compo-
sition and availability of pore water and solid-phase species,
particularly XH>S and OM, as well as Fe and Mn oxide shut-
tling (Fig. 5). At Gullmar Fjord, sediment geochemistry is
governed by particulate shuttling of Fe and particularly of
Mn. Here, Fe and Mn oxides represent the key carrier and
sedimentary host phases for authigenic Mo. First, Mo is se-
questered by Mn oxide in the surface sediments; with pro-
gressing diageneses, the Mo host phase switches to poorly
crystalline oxides and crystalline Fe oxides deeper in the sed-
iment. While crystalline Fe oxides are involved in U(VI) re-
duction to U(IV), ultimately U builds its own authigenic min-
eral phases either associated with PO?[ or carbonate. A con-
siderable fraction of U appears to be of detrital origin, which
is largely unreactive and immobile.

At Koljo Fjord, sedimentary elemental dynamics are con-
trolled by sulfate reduction and subsequent release of XH»S
to the pore water. Given the sulfidic conditions, authigenic
sequestration of Mo in Mn oxides is strongly limited; in-
stead, Mo is buried in sulfide phases, such as thiomolybdates
and Mo-Fe-S colloids. Authigenic U sequestration at Koljo
Fjord is governed by a combination of pore water XH,S and
high OM contents. Here, U largely resides with OM, either
as an OM complex or adsorbed to organic coatings of other
mineral phases, including sulfides.

5.4 Applicability and constraints of Mo and U as
paleo-environmental proxies in fjord environments

Fjords are dynamic depositional systems characterized by
high sedimentation rates, Cory loading, and sensitivity to
weather and climatic changes (e.g., Howe et al., 2010;
Bianchi et al., 2020), which theoretically makes them desir-
able for paleo-environmental reconstructions. However, Mo
and U redox proxy signals may be partially or entirely over-
printed by secondary depositional environmental factors (Al-
geo and Lyons, 2006; Scholz et al., 2018; Jokinen et al.,
2020b; Paul et al., 2023).

To verify whether authigenic Mo and U enrichments in
fjord sediments can be reliably used as archives for changes
in bottom water O, we assess to what extent distinct features
in the trace metal speciation from Gullmar Fjord and Koljo
Fjord can be explained by hydrographic variability (e.g., oc-
currence of inflow events or seasonal water mass exchange)
or are a result of secondary controls as pre-depositional
(e.g., Fe and Mn oxide shuttling and water mass restriction)
or post-depositional (e.g., oxidative remobilization and pore
water geochemistry) factors.
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5.4.1 Molybdenum

Sedimentary Mo enrichment patterns are frequently used
to reconstruct temporal environmental changes in coastal
marine settings related to deoxygenation or reoxygenation
events, or (semi)regular variability in water column stratifica-
tion and redox conditions, ranging from seasonal (e.g., Egger
et al., 2016; Sulu-Gambari et al., 2017; Dellwig et al., 2021)
up to centennial timescales (e.g., van Helmond et al., 2018;
Scholz et al., 2018). In non-euxinic settings, the efficiency
of Mog;ss removal and subsequent Mo sequestration into sur-
face sediments is strongly coupled to ambient Mn redox dy-
namics, coupled to the redox variability in the water column
and bottom water. In principle, short-term redox fluctuations
in the bottom water promote Mn oxide refluxing, increasing
the Mo flux to the sediment and subsequent surface sediment
enrichment (Lenz et al., 2015b; Sulu-Gambari et al., 2017;
Scholz et al., 2017; Dellwig et al., 2018).

Between 2010-2018, Gullmar Fjord’s bottom water was
largely dysoxic and only periodically interrupted by short-
term oxygenation events (Figs. 2 and 4a). Likely combined
with higher Mn oxide input into the fjord, these redox fluc-
tuations promoted both Mn oxide (F3) and authigenic Mo
accumulation (F3) in the subsurface (~upper 10cm) sedi-
ments (Fig. 4a). As Mn oxides diagenetically convert into Mn
carbonates over time (Burdige, 1993; Huckriede and Meis-
chner, 1996), the presence of two additional Mn carbonate
peaks (F2) at ~1990-2000 (~ 17-24 cm) and ~ 1960-1970
(~35-40 cm) suggest that there has been more than one pe-
riod of enhanced Mn oxide refluxing in Gullmar Fjord, likely
associated with oxygenated periods during gradually basin-
wide deoxygenation after the 1960s (Fig. 2). One would ex-
pect that this trend towards more dysoxic conditions and en-
hanced Mn oxide shuttling to have resulted in enhanced au-
thigenic Mo enrichments in the surface sediment at that time.
However, no record of such a trend is visible throughout the
sediment core, possibly due to poor Mo preservation poten-
tials under the ambient low X H;S pore water concentrations
at Gullmar Fjord.

To permanently preserve fluctuations in Mo sequestration,
associated with, for example, seasonal changes in water mass
stratification, it requires both high Mo supply by Mn oxide
shuttling and pore water XH»S concentrations > 11 uM (Eg-
ger et al., 2016; Sulu-Gambari et al., 2017) to lock Mo in
sediment, e.g., by the formation of stable Mo sulfides (Helz
et al., 1996). Manganese oxide supply into Gullmar Fjord is
naturally exceptionally high compared to other coastal ma-
rine systems worldwide (Burdige, 1993; Aller, 1994; Jokinen
et al., 2020b; Lenstra et al., 2021b), and due to gravitational
focusing of these Mn oxides at the deeper fjord (our study
site; Brinkmann et al., 2023b), Mo supply is expected to have
been sufficiently high throughout the past 80 years. Instead,
upon reductive dissolution of Mn oxides under suboxic con-
ditions in the surface sediments, insufficiently high pore wa-
ter £H,S fuels benthic release of Moygjss, thereby reducing
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Figure 5. Summary of key authigenic Mo (left columns) and U (right columns) sequestration mechanisms at Gullmar Fjord ((ir)regularly
dysoxic) and Koljo Fjord ((ir)regularly euxinic). Mo(IV)4jss denotes the dissolved phase molybdate and U(VI1)4jss denotes dissolved uranyl
complexes with, for example, carbonate or phosphate. All sedimentary Mo and U phases are present as solids. Within each panel, left to right
indicates increasing content of solid phases shown with symbols. For detailed description of sequestration mechanisms, see Sect. 5.2

sedimentary Mo sequestration (Figs. 3a and 4a, Goldberg et
al., 2012). Therefore, neither the initial signs of deoxygena-
tion nor the temporal variability in shuttling is recorded by
Mo, which impedes the applicability of Mo as a redox proxy
to reconstruct environmental changes at Gullmar Fjord.

In contrast to Gullmar Fjord, pore waters at Koljo Fjord are
sufficiently sulfidic to permit permanent sequestration of Mo
(Fig. 4b). Five distinct enrichment peaks in Mo were found at
Koljo Fjord, all of which cover a period of at least 10 years:
~1860-1870, ~1923-1940, ~ 1944-1962, ~ 1972-1994,
and ~2005-2013 (Fig. 4b). This eliminates the possibil-
ity that those Mo enrichment peaks are coupled to seasonal
or episodical short-term redox fluctuations, either linked to
rapid reoxygenation events as described for the Baltic Sea
(Scholz et al., 2018; Dellwig et al., 2018) or seasonal vari-
ability in water column stratification and redox conditions,
as described for a former estuary with comparable seasonal
redox dynamics as at Koljo Fjord (Egger et al., 2016).

Instead, it is more likely that Mo enrichment peaks rep-
resent longer-term environmental changes. Although water
column data show a trend towards more reducing bottom wa-
ter conditions over the last century, the three Mo peaks for
which monitoring data are available (~ 1944-1962, ~ 1972-
1994, and ~ 2005-2013) seem to have been deposited under
different environmental conditions. Between 1944-1962, the
Mo peak was formed during non-euxinic conditions, while
between 1972-1994 and 2005-2013 bottom waters were
largely suboxic—euxinic, interrupted by oxygenation events
of variable intensity and duration (Fig. 2). Therefore, Mo se-
questration has in the last century migrated from the pore
water — which must have been sulfidic shortly below the
sediment—water interface to prevent benthic escape of Moygjss
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(Erickson and Helz, 2000) — to the bottom water (and wa-
ter column). Seemingly, both mechanisms result in similarly
strong Mo sequestration and preservation at Koljé Fjord,
which is in line with high Mo contents in coastal sediments
with a shallow SMTZ, underlying an oxygenated water col-
umn (Jokinen et al., 2020b). Such substantial effects of pore
water chemistry on Mo sequestration complicate the applica-
tion of Mo as a single proxy to reconstruct distinct environ-
mental changes in this (and similar) fjord system(s).

5.4.2 Uranium

Uranium is considered a more sensitive recorder of mild
deoxygenation compared to Mo due to a higher reduction—
oxidation potential of U relative to Mo (Lovley et al., 1991;
Zheng et al., 2002a; van Helmond et al., 2018). According
to this, the U record at Gullmar Fjord shows more variability
than Mo, specifically in the reactive U(IV) monomeric non-
uraninite pool associated with (Mn) carbonates (F2). Given
the strong dependency of Mn oxide and carbonate accumu-
lation/preservation on redox changes, U in F2 may provide
some information about environmental changes. In fact, U
in F2 shows more variability than Mn carbonates, implying
that U might have recorded more redox changes. However,
individual U peaks cover at least decade-long timescales; as
the redox changes occurred on shorter (seasonal) timescales,
U peaks cannot be linked to individual/seasonal oxygenation
events (Figs. 2 and 4a). Either U did not record these short-
term redox changes or the original redox signal has been
overprinted by post-depositional redox-induced remobiliza-
tion (e.g., Wang et al., 2013).

At Koljo Fjord, the timing of U minima and maxima is
comparable to that of Mo, although the onset of enrichment
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peaks seems to occur slightly earlier in U (Fig. S8). This sug-
gests that U might have recorded the timing of redox variabil-
ity more reliably than Mo and which — in addition to Gullmar
Fjord — would support the idea of U being a more sensitive
redox recorder (e.g., van Helmond et al., 2018). Overall, the
three broader U peaks occurring between ~ 1920 and ~ 1980
(Fig. 4b) coincide with longer periods of oxic—dysoxic inter-
vals intercepted by somewhat periodic suboxic—euxinic inter-
vals (Figs. 2 and 4b). During these intervals, U in F1 shows
a strong covariation with Fe in F2 (Fig. S9a) and Fe and Mn
in F3 (Fig. S9b), suggesting a stronger particulate flux of U
by Fe (and Mn) oxides. In contrast to Mo, the (for Koljo
Fjord) unusual long oxic period between 1993 and 1997 is
detectable by a clear U minimum (F1) and coinciding small
Mn and Fe oxide (F3) enrichment peaks (Fig. S9b), high-
lighting the better preservation conditions for labile Mn and
Fe oxides. Sequestration of loosely sorbed (labile) U was
probably limited by higher bottom water Oy, which reduced
the reduction potential into more refractory phases. The most
recent U peaks (~2007 and ~2015-2017, Fig. 4b) are nar-
rower and more distinct compared to the older ones. In cor-
relation with the pronounced Fe in F2 peaks and monitor-
ing data (Fig. 2), the preservation of these U peaks may be
linked to two environmental changes: (1) rapidly occurring
individual oxygenation events following or followed by eu-
xinic conditions or, in the case of the most recent U peak,
(2) a sign of more consistently euxinic conditions, since the
rise in U (after ~ 2012) coincides with the longest euxinic pe-
riod recorded at Koljo Fjord (Fig. 2). In contrast to Gullmar
Fjord, U provides some degree of paleo redox proxy potential
at Koljo Fjord for the recent past, but distinct changes dating
back more than ~ 15 years ago cannot be identified. Even
under these more reducing conditions, the original U redox
signal may be obscured by post-depositional remobilization.
In absence of Oy, other dissolved or solid phases such as ni-
trate, Fe(III) oxides, FeS, or dissolved carbonate can directly
or indirectly oxidize U(IV) (e.g., Ginder-Vogel et al., 2006;
Alessi et al., 2012; Wang et al., 2013; Bi and Hayes, 2014).

5.5 Implications for using Mo- and U-based
environmental (redox) proxies in fjord sediments

Our findings suggest that using Mo and U enrichments in
fjord sediments as archives of environmental changes hosts
certain pitfalls. While environmental changes over decadal
timescales may be identifiable, higher frequency events (sea-
sonal or episodical) are either not reliably recorded by Mo
and U, due to non-steady-state depositional conditions, or
overprinted by post-depositional processes. Thus, neither at
Gullmar Fjord nor at Koljo Fjord is it possible to accu-
rately reconstruct environmental (redox) changes on these
timescales using Mo and U enrichments. This is in line with
observations made at the Canadian fjord Saanich Inlet (Algeo
and Lyons, 2006), where the occurrence of high-frequency
events partially restricts the applicability of the Mo / TOC ra-
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Figure 6. Sedimentary Mo-EF and U-EF covariation patterns at
Gullmar Fjord (light green-filled reversed triangles) and Koljo Fjord
(pink-filled triangles), relative to other coastal marine environments
worldwide (unfilled symbols). Grey filled symbols depict data from
a parallel study: Koverhar (St. 1-4, circles), Skurusundet (St. 7,
squares), and the Black Sea (PHOXY St. 2, diamonds) (Paul et al.,
2023). The four black arrows and letters denote key enrichment con-
trols as described in Algeo and Tribovillard (2009) and the three
diagonal lines denote multiples (0.3, 1, and 3) of the present-day
seawater (SW) Mo : U ratio converted to an average weight ratio of
3.1 for the purpose of comparison with sediment Mo : U weight ra-
tios (Tribovillard et al., 2012). Additional literature data are from
Yano et al. (2020) — Saanich Inlet (ODP Site 1033, unfilled cir-
cles), Cariaco Basin (ODP Site 1002, plain stars), and the Black
Sea (St. 2, unfilled diamonds) — and Calvert et al. (2015) — Cari-
aco Basin (PL0O7-81BC, four samples, bold stars). Gullmar Fjord
data are divided into two sub-patterns, the upper sediment section
(0-7 cm) with the steepest Mo—EF / U—EF ratios and the remain-
ing sediment core (7-59 cm) with less steep Mo—EF / U—EF ratios
(see the main text).

tio (where TOC represents total organic carbon) — a widely
applied measure for the degree of basin restriction (Algeo
and Lyons, 2006). Unsurprisingly, in our sedimentary records
from Gullmar Fjord and Koljo6 Fjord, significant correlations
between TOC and Mo are lacking as well (Fig. S10). There-
fore, when describing the degree of water mass restriction
in fjord settings, it is not advisable to solely consider the
Mo /TOC ratio, as this approach may result in false inter-
pretations.

Despite these limitations, sedimentary Mo and U enrich-
ments may still be applicable as environmental (redox) prox-
ies when considering total Mo and U (enrichment factors),
expressed as ranges over the whole sediment core (Fig. lc
and d) or as Mo-EF and U-EF cross-plots (Fig. 6, Algeo
and Tribovillard, 2009). In fact, sedimentary Mo-EF and U-
EF covariation patterns at Gullmar Fjord and Koljo Fjord
(Fig. 6) clearly support the key sequestration mechanisms in-
ferred by our sequential extraction data (Fig. 4). Both sites
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follow the Fe and Mn oxide shuttling signature, although it
is more distinct at Gullmar Fjord, given the more intense
Fe and Mn oxide cycling. This is reflected by a clear divi-
sion into higher Mo—EF / U—EEF ratios, associated with the
shuttling-induced surface maxima of Mo (0-7 cm, bold re-
versed triangles, Fig. 6) and lower Mo—EF / U—EF ratios in
the remaining core (> 7 cm).

The central role of Y H,S in controlling Mo sequestra-
tion and burial efficiency is demonstrated by the clear sep-
aration of Gullmar Fjord and Kolj6é Fjord by the 1x molar
Mo : U seawater line, dividing non-sulfidic (bottom water)
sites (Koverhar and Gullmar Fjord) from (ir)regularly sul-
fidic sites (Saanich Inlet, Cariaco Basin, Skurusundet, Black
Sea, and Koljo Fjord). This distinct Mo-EF and U-EF pat-
tern corresponds well to our geochemical data revealing that
despite strong Mo shuttling by Fe/Mn oxides (i.e., at Gull-
mar Fjord), ultimately inadequate bottom water and pore wa-
ter chemistry (here: low £ H;S) is the key factor explaining
lower Mo-EFs compared to other (ir)regularly dysoxic sites
(e.g., Lilla Virtan, Stockholm Archipelago), by limiting per-
manent Mo sequestration. Correspondingly, total U enrich-
ments are highly sensitive to the presence of dissolved and
solid-phase OM, carbonate, and phosphate phases. All these
phases can result in precipitation of refractory and inert U
mineral phases, which can help to explain both lower U-
EFs under more reducing conditions and higher U-EFs under
less reducing conditions. Evidently, pore water geochemistry
(i.e., composition and concentration of dissolved phases) dic-
tates permanent Mo and U sequestration in our fjord sedi-
ments, regardless of the bottom water redox condition and
the impact of secondary pre-depositional factors (i.e., Fe and
Mn oxide shuttling).

6 Conclusions and outlook

Our trace metal sequestration extraction-based case study
highlights how environmental and post-depositional factors
may obscure direct information about past redox conditions
stored in sedimentary Mo and U enrichments in fjord set-
tings. We further complement the current understanding of
Mo and U sequestration in fjord sediments, albeit with con-
siderable limitations regarding U speciation. This demon-
strates the urge for future studies, ideally combining both
(1) a modified sequential extraction scheme with targeted U
extraction steps to differentiate between crystalline uraninite
and monomeric non-uraninite species and (2) microanalyti-
cal techniques, such as synchrotron-based X-ray absorption
spectroscopy (e.g., XANES, EXAFS) or nano secondary ion-
izing mass spectrometry (nanoSIMS), providing more infor-
mation on metal speciation and host phases (e.g., oxidation
states, coordination number, and isotopic composition). De-
spite these limitations, the key findings from this study are
the following:
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— Mo enrichment factors (EFs) are applicable as a com-
parative redox proxy for whole sediment core data in
fjord settings, when considering a certain degree of dia-
genetic overprinting of initial redox signals.

— U enrichment factors (EFs) are applicable with caution
as a comparative redox proxy for whole sediment core
data in fjord settings, due to considerable diagenetic
overprinting of initial redox signals.

— Permanent U sequestration is more complex than Mo;
even in less reducing sediments, more refractory min-
eral phases may be formed and vice versa strongly re-
ducing sediment may not guarantee stronger U enrich-
ments.

— Temporal variability in Mo and U enrichments can
be used to detect environmental changes over decadal
timescales, whereas higher-frequency events (seasonal
or episodical) are likely not being recorded or are over-
printed by post-depositional processes.

— In dynamic fjord-type settings, it is advised to restrain
from reconstructing environmental changes based on in-
dividual Mo and U enrichment profiles; however, exist-
ing environmental (redox) proxies, such as Mo-EF and
U-EF covariation patterns, may still retain reliable in-
formative value.

Data availability. Research data are available from Zenodo
(https://doi.org/10.5281/zen0do.8399270, Paul, 2023) or upon re-
quest to the corresponding author.

Supplement. The supplement related to this article is available on-
line at: https://doi.org/10.5194/bg-20-5003-2023-supplement.

Author contributions. KMP, MH, and TJ designed the study. SAJ,
IB, and HLF organized the fieldwork and carried out the sampling.
KMP, SAJ, and TJ conducted the pore water analyses. KMP and
MH executed the sequential extractions. KMP, MH, and TJ inter-
preted the data and wrote the paper, with comments provided by
SAJ, IB, and HLFE.

Competing interests. The contact author has declared that none of
the authors has any competing interests.

Disclaimer. Publisher’s note: Copernicus Publications remains
neutral with regard to jurisdictional claims made in the text, pub-
lished maps, institutional affiliations, or any other geographical rep-
resentation in this paper. While Copernicus Publications makes ev-
ery effort to include appropriate place names, the final responsibility
lies with the authors.

Biogeosciences, 20, 5003-5028, 2023


https://doi.org/10.5281/zenodo.8399270
https://doi.org/10.5194/bg-20-5003-2023-supplement

5022

Special issue statement. This article is part of the special issue
“Low-oxygen environments and deoxygenation in open and coastal
marine waters”. It is a result of the 53rd International Colloquium
on Ocean Dynamics (3rd GO2NE Oxygen Conference), Liege, Bel-
gium, 16-20 May 2022.

Acknowledgements. We thank the captain, crew, and scientists on
board R/V Skagerrak in September 2018. We acknowledge the staff
of the Kristineberg Marine Research Station. The Hellabs techni-
cians, especially Juhani K. Virkanen and Tuija B. Vaahtojérvi, are
acknowledged for their analytical assistance at the Department of
Geosciences and Geography, University of Helsinki. This publica-
tion is contribution no. 14 from Hellabs. We further thank Heini Ali-
Kovero for the C/N analyses at the Ecosystems and Environment
Research Programme, University of Helsinki.

Financial support. This research has been supported by the
Academy of Finland (grant nos. 1319956 and 1345962), the Onni
Talas Foundation, and the Vetenskapsradet (grant no. 2017-04190).

Open-access funding was provided by the Helsinki
University Library.

Review statement. This paper was edited by S. A. Crowe and re-
viewed by two anonymous referees.

References

Adelson, J. M., Helz, G. R., and Miller, C. V.. Reconstruct-
ing the rise of recent coastal anoxia; molybdenum in Chesa-
peake Bay sediments, Geochim. Cosmochim. Ac., 65, 237-252,
https://doi.org/10.1016/S0016-7037(00)00539-1, 2001.

Aksnes, D. L., Aure, J., Johansen, P. O., Johnsen, G. H.,
and Salvanes, A. G. V.. Multi-decadal warming of At-
lantic water and associated decline of dissolved oxygen
in a deep fjord, Estuar. Coast. Shelf. S., 228, 106392,
https://doi.org/10.1016/j.ecss.2019.106392, 2019.

Alessi, D. S., Lezama-Pacheco, J. S., Stubbs, J. E., Janousch, M.,
Bargar, J. R., Persson, P., and Bernier-Latmani, R.: The product
of microbial uranium reduction includes multiple species with
UIV)-phosphate coordination, Geochim. Cosmochim. Ac., 131,
115-127, https://doi.org/10.1016/j.gca.2014.01.005, 2014.

Alessi, D. S., Uster, B., Veeramani, H., Suvorova, E. 1., Lezama-
Pacheco, J. S., Stubbs, J. E., Bargar, J. R., and Bernier-Latmani,
R.: Quantitative separation of monomeric U(IV) from UO; in
products of U(VI) reduction, Environ. Sci. Technol., 46, 6150—
6157, https://doi.org/10.1021/es204123z, 2012.

Algeo, T. J. and Li, C.: Redox classification and calibration of redox
thresholds in sedimentary systems, Geochim. Cosmochim. Ac.,
287, 8-26, https://doi.org/10.1016/j.gca.2020.01.055, 2020.

Algeo, T. J. and Lyons, T. W.: Mo-total organic carbon covariation
in modern anoxic marine environments: Implications for analysis
of paleoredox and paleohydrographic conditions, Paleoceanogra-
phy, 21, PA1016, https://doi.org/10.1029/2004pa001112, 2006.

Biogeosciences, 20, 5003-5028, 2023

K. M. Paul et al.: Revisiting the applicability and constraints

Algeo, T. J. and Maynard, J. B.: Trace-element behav-
ior and redox facies in core shales of Upper Pennsylva-
nian Kansas-type cyclothems, Chem. Geol., 206, 289-318,
https://doi.org/10.1016/j.chemgeo.2003.12.009, 2004.

Algeo, T. J. and Tribovillard, N.: Environmental analysis
of paleoceanographic systems based on molybdenum—
uranium  covariation, Chem. Geol.,, 268, 211-225,
https://doi.org/10.1016/j.chemgeo.2009.09.001, 2009.

Aller, R. C.: Bioturbation and Remineralization of Sedimentary
Organic-Matter — Effects of Redox Oscillation, Chem. Geol.,
114, 331-345, https://doi.org/10.1016/0009-2541(94)90062-0,
1994.

Anderson, R., LeHuray, A., Fleisher, M., and Murray, J.:
Uranium deposition in saanich inlet sediments, vancou-
ver island, Geochim. Cosmochim. Ac., 53, 2205-2213,
https://doi.org/10.1016/0016-7037(89)90344-X, 1989.

Arneborg, L.: Turnover times for the water above sill
level in Gullmar Fjord, Cont. Shelf Res., 24, 443-460,
https://doi.org/10.1016/j.cs1.2003.12.005, 2004.

Bachmaf, S. and Merkel, B. J.: Sorption of uranium(VI) at the
clay mineral-water interface, Environ. Earth. Sci., 63, 925-934,
https://doi.org/10.1007/s12665-010-0761-6, 2011.

Bargar, J. R., Bernier-Latmani, R., Giammar, D. E., and Tebo,
B. M.: Biogenic Uraninite Nanoparticles and Their Im-
portance for Uranium Remediation, Elements, 4, 407-412,
https://doi.org/10.2113/gselements.4.6.407, 2008.

Bargar, J. R., Williams, K. H., Campbell, K. M., Long, P. E., Stubbs,
J. E., Suvorova, E. 1., Lezama-Pacheco, J. S., Alessi, D. S., Stylo,
M., Webb, S. M., Davis, J. A., Giammar, D. E., Blue, L. Y.,
and Bernier-Latmani, R.: Uranium redox transition pathways in
acetate-amended sediments, P. Natl. Acad. Sci. USA, 110, 4506—
4511, https://doi.org/10.1073/pnas.1219198110, 2013.

Barnes, C. E. and Cochran, J. K.: Geochemistry of uranium in
Black Sea sediments, Deep-Sea Res. Pt. A, 38, S1237-S1254,
https://doi.org/10.1016/50198-0149(10)80032-9, 1991.

Bennett, W. W. and Canfield, D. E.: Redox-sensitive trace
metals as paleoredox proxies: A review and analysis of
data from modern sediments, Earth Sci. Rev., 204, 103175,
https://doi.org/10.1016/j.earscirev.2020.103175, 2020.

Berner, R. A.: Early diagenesis: a theoretical approach, 1, Princeton
University Press, https://doi.org/10.2307/j.ctvx8b6p2, 1980.

Bernier-Latmani, R., Veeramani, H., Vecchia, E. D., Junier, P,
Lezama-Pacheco, J. S., Suvorova, E. L., Sharp, J. O., Wiggin-
ton, N. S., and Bargar, J. R.: Non-uraninite Products of Micro-
bial U(VI) Reduction, Environ. Sci. Technol., 44, 9456-9462,
https://doi.org/10.1021/es101675a, 2010.

Berrang, P. and Grill, E.: The effect of manganese oxide scavenging
on molybdenum in Saanich Inlet, British Columbia, Mar. Chem.,
2, 125-148, https://doi.org/10.1016/0304-4203(74)90033-4,
1974.

Bertine, K. K. and Turekian, K. K.: Molybdenum in Ma-
rine Deposits, Geochim. Cosmochim. Ac., 37, 1415-1434,
https://doi.org/10.1016/0016-7037(73)90080-X, 1973.

Bhattacharyya, A., Campbell, K. M., Kelly, S. D., Roeb-
bert, Y., Weyer, S., Bernier-Latmani, R., and Borch, T.:
Biogenic non-crystalline U((IV)) revealed as major compo-
nent in uranium ore deposits, Nat. Commun., 8, 15538,
https://doi.org/10.1038/ncomms 15538, 2017.

https://doi.org/10.5194/bg-20-5003-2023


https://doi.org/10.1016/S0016-7037(00)00539-1
https://doi.org/10.1016/j.ecss.2019.106392
https://doi.org/10.1016/j.gca.2014.01.005
https://doi.org/10.1021/es204123z
https://doi.org/10.1016/j.gca.2020.01.055
https://doi.org/10.1029/2004pa001112
https://doi.org/10.1016/j.chemgeo.2003.12.009
https://doi.org/10.1016/j.chemgeo.2009.09.001
https://doi.org/10.1016/0009-2541(94)90062-0
https://doi.org/10.1016/0016-7037(89)90344-X
https://doi.org/10.1016/j.csr.2003.12.005
https://doi.org/10.1007/s12665-010-0761-6
https://doi.org/10.2113/gselements.4.6.407
https://doi.org/10.1073/pnas.1219198110
https://doi.org/10.1016/s0198-0149(10)80032-9
https://doi.org/10.1016/j.earscirev.2020.103175
https://doi.org/10.2307/j.ctvx8b6p2
https://doi.org/10.1021/es101675a
https://doi.org/10.1016/0304-4203(74)90033-4
https://doi.org/10.1016/0016-7037(73)90080-X
https://doi.org/10.1038/ncomms15538

K. M. Paul et al.: Revisiting the applicability and constraints

Bi, Y. Q. and Hayes, K. F.: Nano-FeS Inhibits UO, Reoxidation
under Varied Oxic Conditions, Environ. Sci. Technol., 48, 632—
640, https://doi.org/10.1021/es4043353, 2014.

Bianchi, T. S., Arndt, S., Austin, W. E. N., Benn, D. 1., Bertrand, S.,
Cui, X. Q., Faust, J. C., Koziorowska-Makuch, K., Moy, C. M.,
Savage, C., Smeaton, C., Smith, R. W., and Syvitski, J.: Fjords
as Aquatic Critical Zones (ACZs), Earth Sci. Rev., 203, 103145,
https://doi.org/10.1016/j.earscirev.2020.103145, 2020.

Bjork, G. and Nordberg, K.: Upwelling along the Swedish west
coast during the 20th century, Cont. Shelf Res., 23, 1143-1159,
https://doi.org/10.1016/S0278-4343(03)00081-5, 2003.

Bjork, G., Liungman, O., and Rydberg, L.: Net circulation and
salinity variations in an open-ended Swedish Fjord System, Es-
tuaries, 23, 367-380, https://doi.org/10.2307/1353329, 2000.

Boesen, C. and Postma, D.: Pyrite Formation in Anoxic
Environments of the Baltic, Am. J. Sci.,, 288, 575-603,
https://doi.org/10.2475/ajs.288.6.575, 1988.

Bonatti, E., Fisher, D., Joensuu, O., and Rydell, H.: Postdepositional
mobility of some transition elements, phosphorus, uranium and
thorium in deep sea sediments, Geochim. Cosmochim. Ac., 35,
189-201, https://doi.org/10.1016/0016-7037(71)90057-3, 1971.

Bone, S. E., Dynes, J. J., CIliff, J., and Bargar, J. R.: Ura-
nium(IV) adsorption by natural organic matter in anoxic
sediments, Proc. Natl. Acad. Sci. USA, 114, 711-716,
https://doi.org/10.1073/pnas.1611918114, 2017.

Boone, W., Rysgaard, S., Carlson, D. FE, Meire, L., Kir-
illov, S., Mortensen, J., Dmitrenko, I., Vergeynst, L., and
Sejr, M. K.: Coastal Freshening Prevents Fjord Bottom Wa-
ter Renewal in Northeast Greenland: A Mooring Study
From 2003 to 2015, Geophys. Res. Lett., 45, 2726-2733,
https://doi.org/10.1002/2017g1076591, 2018.

Bordovskiy, O. K.: Sources of organic matter in marine basins, Mar.
Geol., 3, 5-31, https://doi.org/10.1016/0025-3227(65)90003-4,
1965.

Boudreau, B. P.: Diagenetic models and their implementation,
Springer, Berlin Heidelberg, ISBN-13: 978-3-642-64399-6,
1997.

Boyanov, M. I., Fletcher, K. E., Kwon, M. J, Rui, X,
O’Loughlin, E. J., Loffler, F. E., and Kemner, K. M.: So-
lution and Microbial Controls on the Formation of Re-
duced U(IV) Species, Environ. Sci. Technol., 45, 8336-8344,
https://doi.org/10.1021/es2014049, 2011.

Boyd, P. W. and Ellwood, M. J.: The biogeochemical cy-
cle of iron in the ocean, Nat. Geosci., 3, 675-682,
https://doi.org/10.1038/nge0964, 2010.

Breitburg, D., Levin, L. A., Oschlies, A., Gregoire, M., Chavez, F.
P, Conley, D. J., Garcon, V., Gilbert, D., Gutierrez, D., Isensee,
K., Jacinto, G. S., Limburg, K. E., Montes, 1., Naqvi, S. W. A.,
Pitcher, G. C., Rabalais, N. N., Roman, M. R., Rose, K. A.,
Seibel, B. A., Telszewski, M., Yasuhara, M., and Zhang, J.: De-
clining oxygen in the global ocean and coastal waters, Science,
359, eaam7240, https://doi.org/10.1126/science.aam7240, 2018.

Brennecka, G. A., Wasylenki, L. E., Bargar, J. R., Weyer, S., and
Anbar, A. D.: Uranium Isotope Fractionation during Adsorption
to Mn-Oxyhydroxides, Environ. Sci. Technol., 45, 1370-1375,
https://doi.org/10.1021/es103061v, 2011.

Brewer, P. G. and Spencer, D. W.: Colorimetric Determination of
Manganese in Anoxic Waters, Limnol. Oceanogr., 16, 107-110,
https://doi.org/10.4319/10.1971.16.1.0107, 1971.

https://doi.org/10.5194/bg-20-5003-2023

5023

Brinkmann, I., Barras, C., Jilbert, T., Naraa, T., Paul, K. M.,
Schweizer, M., and Filipsson, H. L.: Drought recorded by Ba/Ca
in coastal benthic foraminifera, Biogeosciences, 19, 2523-2535,
https://doi.org/10.5194/bg-19-2523-2022, 2022.

Brinkmann, 1., Schweizer, M., Singer, D., Quinchard, S., Barras, C.,
Bernhard, J. M., and Filipsson, H. L.: Through the eDNA look-
ing glass: Responses of fjord benthic foraminiferal communities
to contrasting environmental conditions, J. Eukaryot. Microbiol.,
70, 12975, https://doi.org/10.1111/jeu.12975, 2023a.

Brinkmann, I., Barras, C., Jilbert, T., Paul, K. M., Somogyi,
A., Ni, S., Schweizer, M., Bernhard, J. M., and Filipsson, H.
L.: Benthic Foraminiferal Mn/Ca as Low-Oxygen Proxy in
Fjord Sediments, Global Biogeochem. Cy., 37, €2023GB007690,
https://doi.org/10.1029/2023GB007690, 2023b.

Brumsack, H.-J.: The trace metal content of recent organic
carbon-rich sediments: Implications for Cretaceous black
shale formation, Palaecogeogr. Palaeocl., 232, 344-361,
https://doi.org/10.1016/j.palaeo.2005.05.011, 2006.

Burdige, D. J.: The Biogeochemistry of Manganese and Iron Re-
duction in Marine-Sediments, Earth Sci. Rev., 35, 249-284,
https://doi.org/10.1016/0012-8252(93)90040-E, 1993.

Burdige, D. J.: Geochemistry of Marine Sediments, Princeton Uni-
versity Press, https://doi.org/10.2307/j.ctv131bw7s, 2006.

Burton, E. D., Sullivan, L. A., Bush, R. T., Johnston, S. G., and
Keene, A. F.: A simple and inexpensive chromium-reducible sul-
fur method for acid-sulfate soils, Appl. Geochem., 23, 2759-
2766, https://doi.org/10.1016/j.apgeochem.2008.07.007, 2008.

Calvert, S. E. and Pedersen, T. F.: Sedimentary geochemistry of
manganese: Implications for the environment of formation of
manganiferous black shales, Econ. Geol. Bull. Soc., 91, 36-47,
https://doi.org/10.2113/gsecongeo.91.1.36, 1996.

Calvert, S. E., Piper, D. Z., Thunell, R. C., and Astor, Y.: Elemental
settling and burial fluxes in the Cariaco Basin, Mar. Chem., 177,
607-629, https://doi.org/10.1016/j.marchem.2015.10.001, 2015.

Canfield, D. E., Thamdrup, B., and Hansen, J. W.: The anaerobic
degradation of organic matter in Danish coastal sediments: Iron
reduction, manganese reduction, and sulfate reduction, Geochim.
Cosmochim. Ac., 57, 3867-3883, https://doi.org/10.1016/0016-
7037(93)90340-3, 1993.

Carman, R. and Rahm, L.: Early diagenesis and chemical char-
acteristics of interstitial water and sediments in the deep de-
position bottoms of the Baltic proper, J. Sea Res., 37, 25-47,
https://doi.org/10.1016/S1385-1101(96)00003-2, 1997.

Chappaz, A., Lyons, T. W., Gregory, D. D., Reinhard, C. T.,
Gill, B. C, Li, C., and Large, R. R.: Does pyrite act as an
important host for molybdenum in modern and ancient eu-
xinic sediments?, Geochim. Cosmochim. Ac., 126, 112-122,
https://doi.org/10.1016/j.gca.2013.10.028, 2014.

Chen, D. L. and Hellstrom, C.: The influence of the North At-
lantic Oscillation on the regional temperature variability in Swe-
den: spatial and temporal variations, Tellus A, 51, 505-516,
https://doi.org/10.1034/j.1600-0870.1999.t01-4-00004.x, 1999.

Choppin, G. R. and Jensen, M. P.: Actinides in Solution: Com-
plexation and Kinetics, in: The Chemistry of the Actinide and
Transactinide Elements, edited by: Morss, L. R., Edelstein, N.
M., and Fuger, J., Springer Netherlands, Dordrecht, 2524-2621,
https://doi.org/10.1007/1-4020-3598-5_23, 2006.

Claff, S. R., Sullivan, L. A., Burton, E. D., and Bush,
R. T.. A sequential extraction procedure for acid sul-

Biogeosciences, 20, 5003-5028, 2023


https://doi.org/10.1021/es4043353
https://doi.org/10.1016/j.earscirev.2020.103145
https://doi.org/10.1016/S0278-4343(03)00081-5
https://doi.org/10.2307/1353329
https://doi.org/10.2475/ajs.288.6.575
https://doi.org/10.1016/0016-7037(71)90057-3
https://doi.org/10.1073/pnas.1611918114
https://doi.org/10.1002/2017gl076591
https://doi.org/10.1016/0025-3227(65)90003-4
https://doi.org/10.1021/es2014049
https://doi.org/10.1038/ngeo964
https://doi.org/10.1126/science.aam7240
https://doi.org/10.1021/es103061v
https://doi.org/10.4319/lo.1971.16.1.0107
https://doi.org/10.5194/bg-19-2523-2022
https://doi.org/10.1111/jeu.12975
https://doi.org/10.1029/2023GB007690
https://doi.org/10.1016/j.palaeo.2005.05.011
https://doi.org/10.1016/0012-8252(93)90040-E
https://doi.org/10.2307/j.ctv131bw7s
https://doi.org/10.1016/j.apgeochem.2008.07.007
https://doi.org/10.2113/gsecongeo.91.1.36
https://doi.org/10.1016/j.marchem.2015.10.001
https://doi.org/10.1016/0016-7037(93)90340-3
https://doi.org/10.1016/0016-7037(93)90340-3
https://doi.org/10.1016/S1385-1101(96)00003-2
https://doi.org/10.1016/j.gca.2013.10.028
https://doi.org/10.1034/j.1600-0870.1999.t01-4-00004.x
https://doi.org/10.1007/1-4020-3598-5_23

5024

fate soils: partitioning of iron, Geoderma, 155, 224-230,
https://doi.org/10.1016/j.geoderma.2009.12.002, 2010.

Cochran, J. K., Carey, A. E., Sholkovitz, E. R., and Sur-
prenant, L. D.: The Geochemistry of Uranium and Thorium in
Coastal Marine-Sediments and Sediment Pore Waters, Geochim.
Cosmochim. Ac., 50, 663-680, https://doi.org/10.1016/0016-
7037(86)90344-3, 1986.

Conley, D. J., Carstensen, J., Aigars, J., Axe, P, Bonsdorff, E.,
Eremina, T., Haahti, B. M., Humborg, C., Jonsson, P., Kotta,
J., Lannegren, C., Larsson, U., Maximov, A., Medina, M. R.,
Lysiak-Pastuszak, E., Remeikaite-Nikiene, N., Walve, J., Wil-
helms, S., and Zillen, L.: Hypoxia is increasing in the coastal
zone of the Baltic Sea, Environ. Sci. Technol., 45, 6777-6783,
https://doi.org/10.1021/es201212r, 2011.

Cornwell, J. C. and Morse, J. W.: The characterization of iron sul-
fide minerals in anoxic marine sediments, Mar. Chem., 22, 193—
206, https://doi.org/10.1016/0304-4203(87)90008-9, 1987.

Crusius, J., Calvert, S., Pedersen, T., and Sage, D.: Rhenium
and molybdenum enrichments in sediments as indicators of
oxic, suboxic and sulfidic conditions of deposition, Earth
Planet. Sc. Lett.,, 145, 65-78, https://doi.org/10.1016/S0012-
821x(96)00204-X, 1996.

Cumberland, S. A., Evans, K., Douglas, G., de Jonge, M., Fisher,
L., Howard, D., and Moreau, J. W.: Characterisation of uranium-
pyrite associations within organic-rich Eocene sediments using
EM, XFM-uXANES and pXRD, Ore. Geol. Rev., 133, 104051,
https://doi.org/10.1016/j.oregeorev.2021.104051, 2021.

Cumberland, S. A., Etschmann, B., Brugger, J., Douglas,
G., Evans, K., Fisher, L., Kappen, P, and Moreau, J.
W.: Characterization of uranium redox state in organic-
rich Eocene sediments, Chemosphere, 194, 602-613,
https://doi.org/10.1016/j.chemosphere.2017.12.012, 2018.

Dahl, T. W., Chappaz, A., Hoek, J., McKenzie, C. J., Svane, S.,
and Canfield, D. E.: Evidence of molybdenum association with
particulate organic matter under sulfidic conditions, Geobiology,
15, 311-323, https://doi.org/10.1111/gbi.12220, 2017.

Dang, D. H., Novotnik, B., Wang, W., Georg, R. B., and
Evans, R. D.: Uranium Isotope Fractionation during Adsorp-
tion, (Co)precipitation, and Biotic Reduction, Environ. Sci. Tech-
nol., 50, 12695-12704, https://doi.org/10.1021/acs.est.6b01459,
2016.

Darelius, E.: On the effect of climate trends in coastal den-
sity on deep water renewal frequency in sill fjords-A sta-
tistical approach, Estuar. Coast. Shelf. S., 243, 106904,
https://doi.org/10.1016/j.ecss.2020.106904, 2020.

Dellwig, O., Wegwerth, A., and Arz, H. W.: Anatomy of
the Major Baltic Inflow in 2014: Impact of manganese
and iron shuttling on phosphorus and trace metals in the
Gotland Basin, Baltic Sea, Cont. Shelf Res., 223, 104449,
https://doi.org/10.1016/j.csr.2021.104449, 2021.

Dellwig, O., Schnetger, B., Meyer, D., Pollehne, F., Hiusler, K., and
Arz, H. W.: Impact of the Major Baltic Inflow in 2014 on Man-
ganese Cycling in the Gotland Deep (Baltic Sea), Front. Mar.
Sci., 5, 248, https://doi.org/10.3389/fmars.2018.00248, 2018.

Egger, M., Lenstra, W., Jong, D., Meysman, F. J., Sapart, C. J.,
van der Veen, C., Rockmann, T., Gonzalez, S., and Slomp,
C. P.: Rapid Sediment Accumulation Results in High Methane
Effluxes from Coastal Sediments, PLoS One, 11, 0161609,
https://doi.org/10.1371/journal.pone.0161609, 2016.

Biogeosciences, 20, 5003-5028, 2023

K. M. Paul et al.: Revisiting the applicability and constraints

Engstrom, P., Dalsgaard, T., Hulth, S., and Aller, R. C.: Anaerobic
ammonium oxidation by nitrite (anammox): Implications for N-2
production in coastal marine sediments, Geochim. Cosmochim.
Ac., 69, 2057-2065, https://doi.org/10.1016/j.gca.2004.09.032,
2005.

Erickson, B. E. and Helz, G. R.: Molybdenum(VI) specia-
tion in sulfidic waters: Stability and lability of thiomolyb-
dates, Geochim. Cosmochim. Ac., 64, 1149-1158,
https://doi.org/10.1016/S0016-7037(99)00423-8, 2000.

Faust, J. C. and Knies, J.: Organic Matter Sources in North At-
lantic Fjord Sediments, Geochem. Geophy. Geosy., 20, 2872—
2885, https://doi.org/10.1029/2019gc008382, 2019.

Filipsson, H. L. and Nordberg, K.: A 200-year environmental
record of a low-oxygen fjord, Sweden, elucidated by benthic
foraminifera, sediment characteristics and hydrographic data, J.
Foramin. Res., 34, 277-293, https://doi.org/10.2113/34.4.277,
2004a.

Filipsson, H. L. and Nordberg, K.: Climate variations, an over-
looked factor influencing the recent marine environment. An
example from Gullmar Fjord, Sweden, illustrated by benthic
foraminifera and hydrographic data, Estuaries, 27, 867-881,
https://doi.org/10.1007/B£f02912048, 2004b.

Filipsson, H. L., Bjork, G., Harland, R., McQuoid, M. R.,
and Nordberg, K.: A major change in the phytoplank-
ton of a Swedish sill fjord — A consequence of en-
gineering work?, Estuar. Coast. Shelf. S., 63, 551-560,
https://doi.org/10.1016/j.ecss.2005.01.001, 2005.

Fletcher, K. E., Boyanov, M. L., Thomas, S. H., Wu, Q. Z., Kemner,
K. M., and Loffler, F. E.: U(VI) Reduction to Mononuclear U(IV)
by Desulfitobacterium Species, Environ. Sci. Technol., 44, 4705—
4709, https://doi.org/10.1021/es903636¢, 2010.

Fredrickson, J. K., Zachara, J. M., Kennedy, D. W., Duff, M. C.,
Gorby, Y. A., Li, S. M. W., and Krupka, K. M.: Reduction
of U(VI) in goethite (alpha-FeOOH) suspensions by a dissim-
ilatory metal-reducing bacterium, Geochim. Cosmochim. Ac.,
64, 3085-3098, https://doi.org/10.1016/S0016-7037(00)00397-
5, 2000.

Fu, H. Y., Zhang, H., Sui, Y., Hu, N, Ding, D. X, Ye, Y.J.,Li,G. Y.,
Wang, Y. D., and Dai, Z. R.: Transformation of uranium species
in soil during redox oscillations, Chemosphere, 208, 846-853,
https://doi.org/10.1016/j.chemosphere.2018.06.059, 2018.

Fuller, A. J., Leary, P, Gray, N. D., Davies, H. S., Mos-
selmans, J. F. W., Cox, F, Robinson, C. H., Pittman,
J. K., McCann, C. M., Muir, M., Graham, M. C., Ut-
sunomiya, S., Bower, W. R., Morris, K., Shaw, S., Bots,
P, Livens, F. R., and Law, G. T. W.: Organic complexation
of U(VI) in reducing soils at a natural analogue site: Im-
plications for uranium transport, Chemosphere, 254, 126859,
https://doi.org/10.1016/j.chemosphere.2020.126859, 2020.

Ginder-Vogel, M. and Fendorf, S.: Biogeochemical Uranium
Redox Transformations: Potential Oxidants of Uraninite, in:
Developments in Earth and Environmental Sciences, edited
by: Barnett, M. O. and Kent, D. B., Elsevier, 293-319,
https://doi.org/10.1016/S1571-9197(07)07011-5, 2008.

Ginder-Vogel, M., Criddle, C. S., and Fendorf, S.: Thermo-
dynamic constraints on the oxidation of biogenic UO, by
Fe(Il) (hydr) oxides, Environ. Sci. Technol., 40, 3544-3550,
https://doi.org/10.1021/es052305p, 2006.

https://doi.org/10.5194/bg-20-5003-2023


https://doi.org/10.1016/j.geoderma.2009.12.002
https://doi.org/10.1016/0016-7037(86)90344-3
https://doi.org/10.1016/0016-7037(86)90344-3
https://doi.org/10.1021/es201212r
https://doi.org/10.1016/0304-4203(87)90008-9
https://doi.org/10.1016/S0012-821x(96)00204-X
https://doi.org/10.1016/S0012-821x(96)00204-X
https://doi.org/10.1016/j.oregeorev.2021.104051
https://doi.org/10.1016/j.chemosphere.2017.12.012
https://doi.org/10.1111/gbi.12220
https://doi.org/10.1021/acs.est.6b01459
https://doi.org/10.1016/j.ecss.2020.106904
https://doi.org/10.1016/j.csr.2021.104449
https://doi.org/10.3389/fmars.2018.00248
https://doi.org/10.1371/journal.pone.0161609
https://doi.org/10.1016/j.gca.2004.09.032
https://doi.org/10.1016/S0016-7037(99)00423-8
https://doi.org/10.1029/2019gc008382
https://doi.org/10.2113/34.4.277
https://doi.org/10.1007/Bf02912048
https://doi.org/10.1016/j.ecss.2005.01.001
https://doi.org/10.1021/es903636c
https://doi.org/10.1016/S0016-7037(00)00397-5
https://doi.org/10.1016/S0016-7037(00)00397-5
https://doi.org/10.1016/j.chemosphere.2018.06.059
https://doi.org/10.1016/j.chemosphere.2020.126859
https://doi.org/10.1016/S1571-9197(07)07011-5
https://doi.org/10.1021/es052305p

K. M. Paul et al.: Revisiting the applicability and constraints

Glud, R. N., Gundersen, J. K., Roy, H., and Jorgensen, B. B.: Sea-
sonal dynamics of benthic O uptake in a semienclosed bay: Im-
portance of diffusion and faunal activity, Limnol. Oceanogr., 48,
1265-1276, https://doi.org/10.4319/10.2003.48.3.1265, 2003.

Goldberg, T., Archer, C., Vance, D., Thamdrup, B., McA-
nena, A., and Poulton, S. W.. Controls on Mo iso-
tope fractionations in a Mn-rich anoxic marine sedi-
ment, Gullmar Fjord, Sweden, Chem. Geol., 296, 73-82,
https://doi.org/10.1016/j.chemgeo.2011.12.020, 2012.

Goili, M. A., Teixeira, M. J., and Perkey, D. W.: Sources and
distribution of organic matter in a river-dominated estuary
(Winyah Bay, SC, USA), Estuar. Coast. Shelf. S., 57, 1023-1048,
https://doi.org/10.1016/S0272-7714(03)00008-8, 2003.

Gustafsson, M. and Nordberg, K.: Benthic foraminifera and their
response to hydrography, periodic hypoxic conditions and pri-
mary production in the Koljo fjord on the Swedish west
coast, J. Sea Res., 41, 163-178, https://doi.org/10.1016/S1385-
1101(99)00002-7, 1999.

Harland, R., Nordberg, K., and Filipsson, H. L.: The seasonal oc-
currence of dinoflagellate cysts in surface sediments from Koljo
Fjord, west coast of Sweden — a note, Rev. Palaeobot. Palyno.,
128, 107-117, https://doi.org/10.1016/S0034-6667(03)00115-5,
2004.

Harland, R., Nordberg, K., and Filipsson, H. L.: Dinoflag-
ellate cysts and hydrographical change in Gullmar Fjord,
west coast of Sweden, Sci. Total. Environ., 355, 204-231,
https://doi.org/10.1016/j.scitotenv.2005.02.030, 2006.

Hassellov, M., Lyven, B., Bengtsson, H., Jansen, R., Turner, D. R.,
and Beckett, R.: Particle size distributions of clay-rich sediments
and pure clay minerals: A comparison of grain size analysis with
sedimentation field-flow fractionation, Aquat. Geochem., 7, 155—
171, https://doi.org/10.1023/A:1017905822612, 2001.

Helz, G., Miller, C., Charnock, J., Mosselmans, J., Pattrick, R.,
Garner, C., and Vaughan, D.: Mechanism of molybdenum re-
moval from the sea and its concentration in black shales: EX-
AFS evidence, Geochim. Cosmochim. Ac., 60, 3631-3642,
https://doi.org/10.1016/0016-7037(96)00195-0, 1996.

Helz, G. R.: Dissolved molybdenum asymptotes in sul-
fidic waters, Geochem. Perspect. Lett., 19, 23-26,
https://doi.org/10.7185/geochemlet.2129, 2021.

Helz, G. R. and Vorlicek, T. P.: Precipitation of molybdenum from
euxinic waters and the role of organic matter, Chem. Geol., 509,
178-193, https://doi.org/10.1016/j.chemgeo.2019.02.001, 2019.

Hermans, M., Pascual, M. A., Behrends, T., Lenstra, W. K., Con-
ley, D. J., and Slomp, C. P.: Coupled dynamics of iron, man-
ganese, and phosphorus in brackish coastal sediments popu-
lated by cable bacteria, Limnol. Oceanogr., 66, 2611-2631,
https://doi.org/10.1002/1n0.11776, 2021.

Hermans, M., Lenstra, W. K., Hidalgo-Martinez, S., van Helmond,
N. A. G. M., Witbaard, R., Meysman, F. J. R., Gonzalez, S.,
and Slomp, C. P.: Abundance and Biogeochemical Impact of Ca-
ble Bacteria in Baltic Sea Sediments, Environ. Sci. Technol., 53,
7494-7503, https://doi.org/10.1021/acs.est.9b01665, 2019a.

Hermans, M., Lenstra, W. K., van Helmond, N. A. G. M., Behrends,
T., Egger, M., Séguret, M. J. M., Gustafsson, E., Gustafsson, B.
G., and Slomp, C. P.: Impact of natural re-oxygenation on the
sediment dynamics of manganese, iron and phosphorus in a eux-
inic Baltic Sea basin, Geochim. Cosmochim. Ac., 246, 174-196,
https://doi.org/10.1016/j.gca.2018.11.033, 2019b.

https://doi.org/10.5194/bg-20-5003-2023

5025

Hirose, K. and Sugimura, Y.: Chemical Speciation of Particulate
Uranium in Seawater, J. Radioanal. Nucl. Chem., 149, 83-96,
https://doi.org/10.1007/Bf02053716, 1991.

Hjorth, T.: Effects of freeze-drying on partitioning patterns of major
elements and trace metals in lake sediments, Anal. Chim. Acta.,
526, 95-102, https://doi.org/10.1016/j.aca.2004.08.007, 2004.

Howe, J. A., Austin, W. E. N., Forwick, M., Paetzel, M.,
Harland, R., and Cage, A. G.: Fjord systems and archives:
a review, Geol. Soc. Lond. Spec. Publ, 344, 5-15,
https://doi.org/10.1144/sp344.2, 2010.

Huang, G. X., Chen, Z. Y., Sun, J. C., Liu, F., Wang, J., and Zhang,
Y.: Effect of sample pretreatment on the fractionation of ar-
senic in anoxic soils, Environ. Sci. Pollut. R., 22, 8367-8374,
https://doi.org/10.1007/s11356-014-3958-5, 2015.

Huckriede, H. and Meischner, D.: Origin and environment of
manganese-rich sediments within black-shale basins, Geochim.
Cosmochim. Ac., 60, 1399-1413, https://doi.org/10.1016/0016-
7037(96)00008-7, 1996.

Huerta-Diaz, M. A. and Morse, J. W.: Pyritization of Trace-Metals
in Anoxic Marine-Sediments, Geochim. Cosmochim. Ac.,
56, 2681-2702, https://doi.org/10.1016/0016-7037(92)90353-K,
1992.

Hurrell, J. W.: Decadal Trends in the North-Atlantic Oscillation
- Regional Temperatures and Precipitation, Science, 269, 676—
679, https://doi.org/10.1126/science.269.5224.676, 1995.

Jilbert, T. and Slomp, C. P.: Iron and manganese shuttles control
the formation of authigenic phosphorus minerals in the euxinic
basins of the Baltic Sea, Geochim. Cosmochim. Ac., 107, 155—
169, https://doi.org/10.1016/j.gca.2013.01.005, 2013.

Jilbert, T., Asmala, E., Schroder, C., Tiihonen, R., Myllykangas, J.-
P., Virtasalo, J. J., Kotilainen, A., Peltola, P., Ekholm, P., and
Hietanen, S.: Impacts of flocculation on the distribution and di-
agenesis of iron in boreal estuarine sediments, Biogeosciences,
15, 1243-1271, https://doi.org/10.5194/bg-15-1243-2018, 2018.

Jokinen, S. A., lJilbert, T., Tiihonen-Filppula, R., and
Koho, K.: Terrestrial organic matter input drives sedi-
mentary trace metal sequestration in a human-impacted
boreal estuary, Sci. Total Environ.,, 717, 137047,
https://doi.org/10.1016/].scitotenv.2020.137047, 2020a.

Jokinen, S. A., Koho, K., Virtasalo, J. J., and Jilbert, T.: Depth
and intensity of the sulfate-methane transition zone control
sedimentary molybdenum and uranium sequestration in a eu-
trophic low-salinity setting, Appl. Geochem., 122, 104767,
https://doi.org/10.1016/j.apgeochem.2020.104767, 2020b.

Kersten, M. and Forstner, U.: Chemical Fractionation of Heavy-
Metals in Anoxic Estuarine and Coastal Sediments, Water. Sci.
Technol., 18, 121-130, https://doi.org/10.2166/wst.1986.0187,
1986.

Klinkhammer, G. P. and Palmer, M. R.: Uranium in the Oceans -
Where It Goes and Why, Geochim. Cosmochim. Ac., 55, 1799—
1806, https://doi.org/10.1016/0016-7037(91)90024-Y, 1991.

Kotov, S. and Paelike, H.: QAnalySeries-a cross-platform time
series tuning and analysis tool, AGU Fall Meeting Abstracts,
PP53D-1230, https://doi.org/10.1002/essoar.10500226.1, 2018.

Kraal, P., Slomp, C. P, Forster, A., Kuypers, M. M. M., and
Sluijs, A.: Pyrite oxidation during sample storage deter-
mines phosphorus fractionation in carbonate-poor anoxic
sediments, Geochim. Cosmochim. Ac., 73, 3277-3290,
https://doi.org/10.1016/j.gca.2009.02.026, 2009.

Biogeosciences, 20, 5003-5028, 2023


https://doi.org/10.4319/lo.2003.48.3.1265
https://doi.org/10.1016/j.chemgeo.2011.12.020
https://doi.org/10.1016/S0272-7714(03)00008-8
https://doi.org/10.1016/S1385-1101(99)00002-7
https://doi.org/10.1016/S1385-1101(99)00002-7
https://doi.org/10.1016/S0034-6667(03)00115-5
https://doi.org/10.1016/j.scitotenv.2005.02.030
https://doi.org/10.1023/A:1017905822612
https://doi.org/10.1016/0016-7037(96)00195-0
https://doi.org/10.7185/geochemlet.2129
https://doi.org/10.1016/j.chemgeo.2019.02.001
https://doi.org/10.1002/lno.11776
https://doi.org/10.1021/acs.est.9b01665
https://doi.org/10.1016/j.gca.2018.11.033
https://doi.org/10.1007/Bf02053716
https://doi.org/10.1016/j.aca.2004.08.007
https://doi.org/10.1144/sp344.2
https://doi.org/10.1007/s11356-014-3958-5
https://doi.org/10.1016/0016-7037(96)00008-7
https://doi.org/10.1016/0016-7037(96)00008-7
https://doi.org/10.1016/0016-7037(92)90353-K
https://doi.org/10.1126/science.269.5224.676
https://doi.org/10.1016/j.gca.2013.01.005
https://doi.org/10.5194/bg-15-1243-2018
https://doi.org/10.1016/j.scitotenv.2020.137047
https://doi.org/10.1016/j.apgeochem.2020.104767
https://doi.org/10.2166/wst.1986.0187
https://doi.org/10.1016/0016-7037(91)90024-Y
https://doi.org/10.1002/essoar.10500226.1
https://doi.org/10.1016/j.gca.2009.02.026

5026

Lalonde, K., Mucci, A., Ouellet, A., and Gélinas, Y.: Preservation
of organic matter in sediments promoted by iron, Nature, 483,
198-200, https://doi.org/10.1038/nature10855, 2012.

Lamb, A. L., Wilson, G. P., and Leng, M. J.: A review of coastal
palaeoclimate and relative sea-level reconstructions using delta
C-13 and C/N ratios in organic material, Earth Sci. Rev., 75, 29—
57, https://doi.org/10.1016/j.earscirev.2005.10.003, 2006.

Langmuir, D.: Uranium solution-mineral equilibria at low temper-
atures with applications to sedimentary ore deposits, Geochim.
Cosmochim. Ac., 42, 547-569, 1978.

Lee, S. Y., Baik, M. H., and Choi, J. W.: Biogenic Formation and
Growth of Uraninite (UO2), Environ. Sci. Technol., 44, 8409—
8414, https://doi.org/10.1021/es101905m, 2010.

Lenstra, W., Klomp, R., Molema, F., Behrends, T., and Slomp, C.:
A sequential extraction procedure for particulate manganese and
its application to coastal marine sediments, Chem. Geol., 584,
120538, https://doi.org/10.1016/j.chemgeo.2021.120538, 2021a.

Lenstra, W. K., Hermans, M., Seguret, M. J. M., Witbaard, R., Sev-
ermann, S., Behrends, T., and Slomp, C. P.: Coastal hypoxia and
eutrophication as key controls on benthic release and water col-
umn dynamics of iron and manganese, Limnol. Oceanogr., 66,
807-826, https://doi.org/10.1002/Ino.11644, 2021b.

Lenstra, W. K., Seguret, M. J. M., Behrends, T., Groeneveld, R. K.,
Hermans, M., Witbaard, R., and Slomp, C. P.: Controls on the
shuttling of manganese over the northwestern Black Sea shelf
and its fate in the euxinic deep basin, Geochim. Cosmochim. Ac.,
273, 177-204, https://doi.org/10.1016/j.gca.2020.01.031, 2020.

Lenstra, W. K., Hermans, M., Séguret, M. J. M., Witbaard,
R., Behrends, T., Dijkstra, N., van Helmond, N. A. G. M.,
Kraal, P, Laan, P., Rijkenberg, M. J. A., Severmann, S.,
Teaca, A., and Slomp, C. P.: The shelf-to-basin iron shut-
tle in the Black Sea revisited, Chem. Geol., 511, 314-341,
https://doi.org/10.1016/j.chemgeo.2018.10.024, 2019.

Lenz, C., Jilbert, T., Conley, D. J., and Slomp, C. P.: Hypoxia-
driven variations in iron and manganese shuttling in the Baltic
Sea over the past 8 kyr, Geochem. Geophy. Geosy., 16, 3754—
3766, https://doi.org/10.1002/2015gc005960, 2015a.

Lenz, C., Jilbert, T., Conley, D. J., Wolthers, M., and Slomp,
C. P: Are recent changes in sediment manganese seques-
tration in the euxinic basins of the Baltic Sea linked to
the expansion of hypoxia?, Biogeosciences, 12, 4875-4894,
https://doi.org/10.5194/bg-12-4875-2015, 2015b.

Li, Y. H. and Gregory, S.: Diffusion of Ions in Sea-Water and in
Deep-Sea Sediments, Geochim. Cosmochim. Ac., 38, 703-714,
https://doi.org/10.1016/0016-7037(74)90145-8, 1974.

Lindahl, O. and Hernroth, L.: Large-Scale and Long-Term Varia-
tions in the Zooplankton Community of the Gullmar Fjord, Swe-
den, in Relation to Advective Processes, Mar. Ecol. Prog. Ser.,
43, 161-171, https://doi.org/10.3354/meps043161, 1988.

Liu, J. and Algeo, T. J.: Beyond redox: Control of trace-metal en-
richment in anoxic marine facies by watermass chemistry and
sedimentation rate, Geochim. Cosmochim. Ac., 287, 296-317,
https://doi.org/10.1016/j.gca.2020.02.037, 2020.

Lohan, M. C. and Bruland, K. W.: Elevated Fe(II) and dissolved
Fe in hypoxic shelf waters off Oregon and Washington: An en-
hanced source of iron to coastal upwelling regimes, Environ. Sci.
Technol., 42, 6462-6468, https://doi.org/10.1021/es800144;,
2008.

Biogeosciences, 20, 5003-5028, 2023

K. M. Paul et al.: Revisiting the applicability and constraints

Lovley, D. R., Phillips, E. J. P, Gorby, Y. A., and Landa, E.
R.: Microbial Reduction of Uranium, Nature, 350, 413-416,
https://doi.org/10.1038/350413a0, 1991.

Lovley, D. R., Roden, E. E., Phillips, E. J. P., and Woodward, J.
C.: Enzymatic Iron and Uranium Reduction by Sulfate-Reducing
Bacteria, Mar. Geol., 113, 41-53, https://doi.org/10.1016/0025-
3227(93)90148-0, 1993.

Lyons, T. W., Werne, J. P., Hollander, D. J., and Murray, R. W.: Con-
trasting sulfur geochemistry and Fe/Al and Mo/Al ratios across
the last oxic-to-anoxic transition in the Cariaco Basin, Venezuela,
Chem. Geol., 195, 131-157, https://doi.org/10.1016/s0009-
2541(02)00392-3, 2003.

Madison, A. S., Tebo, B. M., Mucci, A., Sundby, B., and Luther,
G. W.: Abundant Porewater Mn(IIl) Is a Major Component
of the Sedimentary Redox System, Science, 341, 875-878,
https://doi.org/10.1126/science.1241396, 2013.

McKee, B. A., Demaster, D. J., and Nittrouer, C. A.: Uranium Geo-
chemistry on the Amazon Shelf — Evidence for Uranium Release
from Bottom Sediments, Geochim. Cosmochim. Ac., 51, 2779—
2786, https://doi.org/10.1016/0016-7037(87)90157-8, 1987.

McManus, J., Berelson, W. M., Klinkhammer, G. P.,, Ham-
mond, D. E., and Holm, C.: Authigenic uranium: Re-
lationship to oxygen penetration depth and organic
carbon rain, Geochim. Cosmochim. Ac., 69, 95-108,
https://doi.org/10.1016/j.gca.2004.06.023, 2005.

McQuoid, M. R. and Nordberg, K.: Environmental influence on
the diatom and silicoflagellate assemblages in Koljo Fjord
(Sweden) over the last two centuries, Estuaries, 26, 927-937,
https://doi.org/10.1007/Bf02803351, 2003.

Mei, H. Y., Aoyagi, N., Saito, T., Kozai, N., Sugiura, Y., and Tachi,
Y.: Uranium (VI) sorption on illite under varying carbonate con-
centrations: Batch experiments, modeling, and cryogenic time-
resolved laser fluorescence spectroscopy study, Appl. Geochem.,
136, 105178, https://doi.org/10.1016/j.apgeochem.2021.105178,
2022.

Meier, H. E. M., Kniebusch, M., Dieterich, C., Groger, M., Zorita,
E., Elmgren, R., Myrberg, K., Ahola, M. P., Bartosova, A.,
Bonsdorff, E., Borgel, F., Capell, R., Carlen, 1., Carlund, T.,
Carstensen, J., Christensen, O. B., Dierschke, V., Frauen, C.,
Frederiksen, M., Gaget, E., Galatius, A., Haapala, J. J., Halkka,
A., Hugelius, G., Hunicke, B., Jaagus, J., Jussi, M., Kayhko,
J., Kirchner, N., Kjellstrom, E., Kulinski, K., Lehmann, A.,
Lindstrom, G., May, W., Miller, P. A., Mohrholz, V., Muller-
Karulis, B., Pavon-Jordan, D., Quante, M., Reckermann, M.,
Rutgersson, A., Savchuk, O. P., Stendel, M., Tuomi, L., Vi-
itasalo, M., Weisse, R., and Zhang, W. Y.: Climate change in the
Baltic Sea region: a summary, Earth. Syst. Dynam., 13, 457-593,
https://doi.org/10.5194/esd-13-457-2022, 2022.

Meyers, P. A.: Preservation of Elemental and Isotopic Source Identi-
fication of Sedimentary Organic-Matter, Chem. Geol., 114, 289—
302, https://doi.org/10.1016/0009-2541(94)90059-0, 1994.

Morford, J. L., Martin, W. R., and Carney, C. M.: Uranium
diagenesis in sediments underlying bottom waters with high
oxygen content, Geochim. Cosmochim. Ac., 73, 2920-2937,
https://doi.org/10.1016/j.gca.2009.02.014, 2009.

Morford, J. L., Martin, W. R., Kalnejais, L. H., Francois, R.,
Bothner, M., and Karle, I. M.: Insights on geochemical cycling
of U, Re and Mo from seasonal sampling in Boston Harbor,

https://doi.org/10.5194/bg-20-5003-2023


https://doi.org/10.1038/nature10855
https://doi.org/10.1016/j.earscirev.2005.10.003
https://doi.org/10.1021/es101905m
https://doi.org/10.1016/j.chemgeo.2021.120538
https://doi.org/10.1002/lno.11644
https://doi.org/10.1016/j.gca.2020.01.031
https://doi.org/10.1016/j.chemgeo.2018.10.024
https://doi.org/10.1002/2015gc005960
https://doi.org/10.5194/bg-12-4875-2015
https://doi.org/10.1016/0016-7037(74)90145-8
https://doi.org/10.3354/meps043161
https://doi.org/10.1016/j.gca.2020.02.037
https://doi.org/10.1021/es800144j
https://doi.org/10.1038/350413a0
https://doi.org/10.1016/0025-3227(93)90148-O
https://doi.org/10.1016/0025-3227(93)90148-O
https://doi.org/10.1016/s0009-2541(02)00392-3
https://doi.org/10.1016/s0009-2541(02)00392-3
https://doi.org/10.1126/science.1241396
https://doi.org/10.1016/0016-7037(87)90157-8
https://doi.org/10.1016/j.gca.2004.06.023
https://doi.org/10.1007/Bf02803351
https://doi.org/10.1016/j.apgeochem.2021.105178
https://doi.org/10.5194/esd-13-457-2022
https://doi.org/10.1016/0009-2541(94)90059-0
https://doi.org/10.1016/j.gca.2009.02.014

K. M. Paul et al.: Revisiting the applicability and constraints

Massachusetts, USA, Geochim. Cosmochim. Ac., 71, 895-917,
https://doi.org/10.1016/j.gca.2006.10.016, 2007.

Morin, G., Mangeret, A., Othmane, G., Stetten, L., Seder-Colomina,
M., Brest, J., Ona-Nguema, G., Bassot, S., Courbet, C., Guille-
vic, J., Thouvenot, A., Mathon, O., Proux, O., and Bargar, J. R.:
Mononuclear U(IV) complexes and ningyoite as major uranium
species in lake sediments, Geochem. Perspect. Lett., 2, 95-105,
https://doi.org/10.7185/geochemlet. 1610, 2016.

Nordberg, K., Gustafsson, M., and Krantz, A. L.: Decreasing oxy-
gen concentrations in the Gullmar Fjord, Sweden, as confirmed
by benthic foraminifera, and the possible association with NAO,
J. Marine. Syst., 23, 303-316, https://doi.org/10.1016/S0924-
7963(99)00067-6, 2000.

Nordberg, K., Filipsson, H. L., Gustafsson, M., Harland, R., and
Roos, P.: Climate, hydrographic variations and marine benthic
hypoxia in Koljo Fjord, Sweden, J. Sea Res., 46, 187-200,
https://doi.org/10.1016/S1385-1101(01)00084-3, 2001.

Ortiz-Bernad, 1., Anderson, R. T., Vrionis, H. A., and Lovley,
D. R.: Resistance of solid-phase U(VI) to microbial reduction
during in situ bioremediation of uranium-contaminated
groundwater, Appl. Environ. Microb., 70, 7558-7560,
https://doi.org/10.1128/Aem.70.12.7558-7560.2004, 2004.

Paillard, D., Labeyrie, L., and Yiou, P.: AnalySeries 1.0: a Macin-
tosh software for the analysis of geophysical time-series, Eos, 77,
379, https://doi.org/10.1029/96E000259, 1996.

Paul, K. M.: Dataset for Paul et al., “Revisiting the appli-
cability and constraints of molybdenum and uranium-
based paleo redox proxies: comparing two contrasting
sill fjords”, Biogeosciences, 2023, Zenodo [data set],
https://doi.org/10.5281/zenodo.8399270, 2023.

Paul, K. M., van Helmond, N. A. G. M., Slomp, C. P., Jokinen, S.
A., Virtasalo, J. J., Filipsson, H. L., and Jilbert, T.: Sedimentary
molybdenum and uranium: Improving proxies for deoxygenation
in coastal depositional environments, Chem. Geol., 615, 121203,
https://doi.org/10.1016/j.chemgeo.2022.121203, 2023.

Pickard, G. L. and Stanton, B. R.: Pacific Fjords — A Review of
Their Water Characteristics, in: Fjord Oceanography, edited by:
Freeland, H. J., Farmer, D. M., and Levings, C. D., Springer US,
Boston, MA, 1-51, https://doi.org/10.1007/978-1-4613-3105-
6_1, 1980.

Polovodova Asteman, 1., Filipsson, H. L., and Nordberg, K.: Trac-
ing winter temperatures over the last two millennia using a
north-east Atlantic coastal record, Clim. Past, 14, 1097-1118,
https://doi.org/10.5194/cp-14-1097-2018, 2018.

Poulton, S. W. and Canfield, D. E.: Development of a sequential
extraction procedure for iron: implications for iron partitioning
in continentally derived particulates, Chem. Geol., 214, 209-221,
2005.

Prebble, J. G., Hinojosa, J. L., and Moy, C. M.: Pa-
lynofacies assemblages reflect sources of organic matter
in New Zealand fjords, Cont. Shelf Res., 154, 19-25,
https://doi.org/10.1016/j.csr.2017.12.009, 2018.

Raiswell, R. and Canfield, D. E.: The iron biogeochemi-
cal cycle past and present, Geochem. Perspect., 1, 1-220,
https://doi.org/10.7185/geochempersp.1.1, 2012.

Rolison, J. M., Stirling, C. H., Middag, R., and Rijken-
berg, M. J. A.: Uranium stable isotope fractionation in
the Black Sea: Modern calibration of the 238U/235U

https://doi.org/10.5194/bg-20-5003-2023

5027

paleo-redox proxy, Geochim. Cosmochim. Ac., 203, 69-88,
https://doi.org/10.1016/j.gca.2016.12.014, 2017.

Rosenberg, R.: Negative Oxygen Trends in Swedish
Coastal Bottom Waters, Mar. Pollut. Bull.,, 21, 335-339,
https://doi.org/10.1016/0025-326x(90)90794-9, 1990.

Rudnick, R. L. and Gao, S.: Composition of the Continental Crust,
Treat. Geochem., 4, 1-51, https://doi.org/10.1016/b978-0-08-
095975-7.00301-6, 2014.

Russell, A. D. and Morford, J. L.: The behavior of redox-
sensitive metals across a laminated-massive-laminated transition
in Saanich Inlet, British Columbia, Mar. Geol., 174, 341-354,
https://doi.org/10.1016/S0025-3227(00)00159-6, 2001.

Ruttenberg, K. C.: Development of a sequential extrac-
tion method for different forms of phosphorus in ma-
rine sediments, Limnol. Oceanogr., 37, 1460-1482,
https://doi.org/10.4319/10.1992.37.7.1460, 1992.

Scholz, F., McManus, J., and Sommer, S.: The manganese and iron
shuttle in a modern euxinic basin and implications for molybde-
num cycling at euxinic ocean margins, Chem. Geol., 355, 5668,
https://doi.org/10.1016/j.chemgeo.2013.07.006, 2013.

Scholz, E., Siebert, C., Dale, A. W., and Frank, M.: In-
tense molybdenum accumulation in sediments underneath
a nitrogenous water column and implications for the re-
construction of paleo-redox conditions based on molybde-
num isotopes, Geochim. Cosmochim. Ac., 213, 400417,
https://doi.org/10.1016/j.gca.2017.06.048, 2017.

Scholz, F., Baum, M., Siebert, C., Eroglu, S., Dale, A. W., Nau-
mann, M., and Sommer, S.: Sedimentary molybdenum cycling
in the aftermath of seawater inflow to the intermittently eux-
inic Gotland Deep, Central Baltic Sea, Chem. Geol., 491, 27-38,
https://doi.org/10.1016/j.chemgeo.2018.04.031, 2018.

Scholz, F., Schmidt, M., Hensen, C., Eroglu, S., Geilert, S., Gutjahr,
M., and Liebetrau, V.: Shelf-to-basin iron shuttle in the Guaymas
Basin, Gulf of California, Geochim. Cosmochim. Ac., 261, 76—
92, https://doi.org/10.1016/j.gca.2019.07.006, 2019.

Sharp, J. O., Schofield, E. J., Veeramani, H., Suvorova, E. L,
Kennedy, D. W., Marshall, M. J., Mehta, A., Bargar, J. R,,
and Bernier-Latmani, R.: Structural Similarities between Bio-
genic Uraninites Produced by Phylogenetically and Metaboli-
cally Diverse Bacteria, Environ. Sci. Technol., 43, 8295-8301,
https://doi.org/10.1021/es901281e, 2009.

Sharp, J. O., Lezama-Pacheco, J. S., Schofield, E. J., Junier,
P, Ulrich, K.-U., Chinni, S., Veeramani, H., Margot-
Roquier, C., Webb, S. M., Tebo, B. M., Giammar, D. E.,
Bargar, J. R., and Bernier-Latmani, R.: Uranium specia-
tion and stability after reductive immobilization in aquifer
sediments, Geochim. Cosmochim. Ac., 75, 6497-6510,
https://doi.org/10.1016/j.gca.2011.08.022, 2011.

Sholkovitz, E. R.: The flocculation of dissolved Fe, Mn, Al, Cu, NI,
Co and Cd during estuarine mixing, Earth Planet. Sci. Lett., 41,
77-86, https://doi.org/10.1016/0012-821X(78)90043-2, 1978.

Singh, A., Catalano, J. G., Ulrich, K. U., and Giammar, D. E.:
Molecular-Scale Structure of Uranium(VI) Immobilized with
Goethite and Phosphate, Environ. Sci. Technol., 46, 6594-6603,
https://doi.org/10.1021/es300494x, 2012.

Slomp, C. P., Mort, H. P, Jilbert, T., Reed, D. C., Gustafsson, B.
G., and Wolthers, M.: Coupled Dynamics of Iron and Phospho-
rus in Sediments of an Oligotrophic Coastal Basin and the Im-

Biogeosciences, 20, 5003-5028, 2023


https://doi.org/10.1016/j.gca.2006.10.016
https://doi.org/10.7185/geochemlet.1610
https://doi.org/10.1016/S0924-7963(99)00067-6
https://doi.org/10.1016/S0924-7963(99)00067-6
https://doi.org/10.1016/S1385-1101(01)00084-3
https://doi.org/10.1128/Aem.70.12.7558-7560.2004
https://doi.org/10.1029/96EO00259
https://doi.org/10.5281/zenodo.8399270
https://doi.org/10.1016/j.chemgeo.2022.121203
https://doi.org/10.1007/978-1-4613-3105-6_1
https://doi.org/10.1007/978-1-4613-3105-6_1
https://doi.org/10.5194/cp-14-1097-2018
https://doi.org/10.1016/j.csr.2017.12.009
https://doi.org/10.7185/geochempersp.1.1
https://doi.org/10.1016/j.gca.2016.12.014
https://doi.org/10.1016/0025-326x(90)90794-9
https://doi.org/10.1016/b978-0-08-095975-7.00301-6
https://doi.org/10.1016/b978-0-08-095975-7.00301-6
https://doi.org/10.1016/S0025-3227(00)00159-6
https://doi.org/10.4319/lo.1992.37.7.1460
https://doi.org/10.1016/j.chemgeo.2013.07.006
https://doi.org/10.1016/j.gca.2017.06.048
https://doi.org/10.1016/j.chemgeo.2018.04.031
https://doi.org/10.1016/j.gca.2019.07.006
https://doi.org/10.1021/es901281e
https://doi.org/10.1016/j.gca.2011.08.022
https://doi.org/10.1016/0012-821X(78)90043-2
https://doi.org/10.1021/es300494x

5028

pact of Anaerobic Oxidation of Methane, Plos One, 8, 62386,
https://doi.org/10.1371/journal.pone.0062386, 2013.

SMHI (Swedish Meteorological and Hydrological Institute): Sven-
skt HavsARKivs (SHARK) database: Water chemistry data
1950-2018, https://sharkweb.smhi.se/hamta-data/, last access: 3
September 2022.

Smith, R. W., Bianchi, T. S., Allison, M., Savage, C., and Galy, V.:
High rates of organic carbon burial in fjord sediments globally,
Nat. Geosci., 8, 450453, https://doi.org/10.1038/Nge02421,
2015.

Soetaert, K., Petzoldt, T., and Meysman, F.: Marelac: Tools
for Aquatic Sciences, R Package Version 2.1.10, https://cran.
r-project.org/package=marelac, last access: 30 November 2022,
2010.

Suess, E.: Mineral Phases Formed in Anoxic Sediments by Micro-
bial Decomposition of Organic-Matter, Geochim. Cosmochim.
Ac., 43, 339-341, 343-352, https://doi.org/10.1016/0016-
7037(79)90199-6, 1979.

Sulu-Gambari, F., Roepert, A., Jilbert, T., Hagens, M., Meysman,
F. J. R, and Slomp, C. P.: Molybdenum dynamics in sediments
of a seasonally-hypoxic coastal marine basin, Chem. Geol., 466,
627-640, https://doi.org/10.1016/j.chemgeo.2017.07.015, 2017.

Sundby, B., Martinez, P., and Gobeil, C.: Comparative geochemistry
of cadmium, rhenium, uranium, and molybdenum in continental
margin sediments, Geochim. Cosmochim. Ac., 68, 2485-2493,
https://doi.org/10.1016/j.gca.2003.08.011, 2004.

Svansson, A.: Hydrography of the Gullmar fjord, Meddelande fran
Havsfiskelaboratoriet, Lysekil, 297, Institute of Hydrographic
Research, Goteborg, 1-21, http://hdl.handle.net/2077/48767, last
access: 11 December 2023, 1984.

Sverdrup, H. U., Johnson, M. W.,, and Fleming, R. H.: The
Oceans: Their physics, chemistry, and general biology, Prentice-
Hall, New York, 1087 pp., http://ark.cdlib.org/ark:/13030/
kt167nb661/, last access: 11 December 2023, 1942.

Syvitski, J. P. M. and Shaw, J.: Chapter 5 Sedimentology
and Geomorphology of Fjords, in: Developments in Sedi-
mentology, edited by: Perillo, G. M. E., Elsevier, 113-178,
https://doi.org/10.1016/S0070-4571(05)80025-1, 1995.

Tessier, A., Campbell, P. G., and Bisson, M.: Sequential extraction
procedure for the speciation of particulate trace metals, Anal.
Chem., 51, 844-851, https://doi.org/10.1021/ac50043a017,
1979.

Thornton, S. F. and Mcmanus, J.: Application of Organic-Carbon
and Nitrogen Stable-Isotope and C/N Ratios as Source Indicators
of Organic-Matter Provenance in Estuarine Systems — Evidence
from the Tay Estuary, Scotland, Estuar. Coast. Shelf. S., 38, 219—
233, https://doi.org/10.1006/ecss.1994.1015, 1994.

Tribovillard, N., Algeo, T. J., Baudin, F., and Riboulleau,
A.: Analysis of marine environmental conditions based
onmolybdenum—uranium covariation — Applications to
Mesozoic paleoceanography, Chem. Geol., 324/325, 46-58,
https://doi.org/10.1016/j.chemgeo.2011.09.009, 2012.

Tribovillard, N., Algeo, T. J., Lyons, T. and Riboul-
leau, A.: Trace metals as paleoredox and paleoproduc-
tivity proxies: An update, Chem. Geol.,, 232, 12-32,
https://doi.org/10.1016/j.chemgeo.2006.02.012, 2006.

Van der Weijden, C. H.: Pitfalls of normalization of marine geo-
chemical data using a common divisor, Mar. Geol., 184, 167—
187, https://doi.org/10.1016/S0025-3227(01)00297-3, 2002.

Biogeosciences, 20, 5003-5028, 2023

K. M. Paul et al.: Revisiting the applicability and constraints

van Helmond, N. A. G. M., Jilbert, T., and Slomp, C. P.: Hypoxia
in the Holocene Baltic Sea: Comparing modern versus past inter-
vals using sedimentary trace metals, Chem. Geol., 493, 478-490,
https://doi.org/10.1016/j.chemgeo.2018.06.028, 2018.

Van Mooy, B. A. S., Keil, R. G., and Devol, A. H.: Im-
pact of suboxia on sinking particulate organic carbon: En-
hanced carbon flux and preferential degradation of amino acids
via denitrification, Geochim. Cosmochim. Ac., 66, 457-465,
https://doi.org/10.1016/S0016-7037(01)00787-6, 2002.

Van Santvoort, P. J. M., De Lange, G. J., Thomson, J., Col-
ley, S., Meysman, F. J. R., and Slomp, C. P.: Oxidation
and origin of organic matter in surficial Eastern Mediter-
ranean hemipelagic sediments, Aquat. Geochem., 8, 153-175,
https://doi.org/10.1023/A:1024271706896, 2002.

Veeh, H. H.: Deposition of uranium from the ocean, Earth Planet.
Sc. Lett., 3, 145-150, 1967.

Vorlicek, T. P.,, Helz, G. R., Chappaz, A., Vue, P., Vezina, A., and
Hunter, W.: Molybdenum Burial Mechanism in Sulfidic Sedi-
ments: Iron-Sulfide Pathway, ACS Earth Space Chem., 2, 565—
576, https://doi.org/10.1021/acsearthspacechem.8b00016, 2018.

Wagner, M., Chappaz, A., and Lyons, T. W.: Molybdenum speci-
ation and burial pathway in weakly sulfidic environments: In-
sights from XAFS, Geochim. Cosmochim. Ac., 206, 18-29,
https://doi.org/10.1016/j.gca.2017.02.018, 2017.

Wang, Y., Frutschi, M., Suvorova, E., Phrommavanh, V., Descostes,
M., Osman, A. A., Geipel, G., and Bernier-Latmani, R.: Mo-
bile uranium(I'V)-bearing colloids in a mining-impacted wetland,
Nat. Commun., 4, 2942, https://doi.org/10.1038/ncomms3942,
2013.

Wang, Y. F. and VanCappellen, P.: A multicomponent reactive trans-
port model of early diagenesis: Application to redox cycling in
coastal marine sediments, Geochim. Cosmochim. Ac., 60, 2993—
3014, https://doi.org/10.1016/0016-7037(96)00140-8, 1996.

Wehrmann, L. M., Formolo, M. J., Owens, J. D., Raiswell,
R., Ferdelman, T. G., Riedinger, N., and Lyons, T. W.
Iron and manganese speciation and cycling in glacially
influenced high-latitude fjord sediments (West Spitsber-
gen, Svalbard): Evidence for a benthic recycling-transport
mechanism, Geochim. Cosmochim. Ac., 141, 628-655,
https://doi.org/10.1016/j.gca.2014.06.007, 2014.

Wittkop, C., Swanner, E. D., Grengs, A., Lambrecht, N., Fakhraee,
M., Myrbo, A., Bray, A. W., Poulton, S. W., and Katsev, S.: Eval-
uating a primary carbonate pathway for manganese enrichments
in reducing environments, Earth Planet. Sc. Lett., 538, 116201,
https://doi.org/10.1016/j.epsl.2020.116201, 2020.

Yano, M., Yasukawa, K., Nakamura, K., Ikehara, M., and Kato, Y.:
Geochemical Features of Redox-Sensitive Trace Metals in Sedi-
ments under Oxygen-Depleted Marine Environments, Minerals,
10, 1021, https://doi.org/10.3390/min10111021, 2020.

Zheng, Y., Anderson, R. F., Van Geen, A., and Fleisher, M.
Q.: Remobilization of authigenic uranium in marine sediments
by bioturbation, Geochim. Cosmochim. Ac., 66, 1759-1772,
https://doi.org/10.1016/S0016-7037(01)00886-9, 2002a.

Zheng, Y., Anderson, R. F., Van Geen, A., and Fleisher, M.
Q.: Preservation of particulate non-lithogenic uranium in ma-
rine sediments, Geochim. Cosmochim. Ac., 66, 3085-3092,
https://doi.org/10.1016/S0016-7037(01)00632-9, 2002b.

https://doi.org/10.5194/bg-20-5003-2023


https://doi.org/10.1371/journal.pone.0062386
https://sharkweb.smhi.se/hamta-data/
https://doi.org/10.1038/Ngeo2421
https://cran.r-project.org/package=marelac
https://cran.r-project.org/package=marelac
https://doi.org/10.1016/0016-7037(79)90199-6
https://doi.org/10.1016/0016-7037(79)90199-6
https://doi.org/10.1016/j.chemgeo.2017.07.015
https://doi.org/10.1016/j.gca.2003.08.011
http://hdl.handle.net/2077/48767
http://ark.cdlib.org/ark:/13030/kt167nb66r/
http://ark.cdlib.org/ark:/13030/kt167nb66r/
https://doi.org/10.1016/S0070-4571(05)80025-1
https://doi.org/10.1021/ac50043a017
https://doi.org/10.1006/ecss.1994.1015
https://doi.org/10.1016/j.chemgeo.2011.09.009
https://doi.org/10.1016/j.chemgeo.2006.02.012
https://doi.org/10.1016/S0025-3227(01)00297-3
https://doi.org/10.1016/j.chemgeo.2018.06.028
https://doi.org/10.1016/S0016-7037(01)00787-6
https://doi.org/10.1023/A:1024271706896
https://doi.org/10.1021/acsearthspacechem.8b00016
https://doi.org/10.1016/j.gca.2017.02.018
https://doi.org/10.1038/ncomms3942
https://doi.org/10.1016/0016-7037(96)00140-8
https://doi.org/10.1016/j.gca.2014.06.007
https://doi.org/10.1016/j.epsl.2020.116201
https://doi.org/10.3390/min10111021
https://doi.org/10.1016/S0016-7037(01)00886-9
https://doi.org/10.1016/S0016-7037(01)00632-9

