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Abstract Methane seeps were investigated in Hudson Canyon, the largest shelf-break canyon on the
northern U.S. Atlantic Margin. The seeps investigated are located at or updip of the nominal limit of meth-
ane clathrate hydrate stability. The acoustic identification of bubble streams was used to guide water col-
umn sampling in a 32 km? region within the canyon’s thalweg. By incorporating measurements of dissolved
methane concentration with methane oxidation rates and current velocity into a steady state box model,
the total emission of methane to the water column in this region was estimated to be 12 kmol methane per
day (range: 6-24 kmol methane per day). These analyses suggest that the emitted methane is largely
retained inside the canyon walls below 300 m water depth, and that it is aerobically oxidized to near com-
pletion within the larger extent of Hudson Canyon. Based on estimated methane emissions and measured
oxidation rates, the oxidation of this methane to dissolved CO, is expected to have minimal influences on
seawater pH.

1. Introduction

Ocean clathrate hydrates contain an enormous global reservoir of the greenhouse gas methane (CH,) [Milkov,
2004] and the partial destabilization of this reservoir has been suspected to have influenced past climate
through the release of globally significant quantities of CH, carbon [e.g., Dickens et al, 1995; Kennett et al,
2000]. Since the stability of these structures is controlled by pressure, temperature, and the availability of CH,4
[Dickens and Quinby-Hunt, 1994], hypotheses have been advanced suggesting a positive climatological feed-
back between changing ocean temperature and CH, release from oceanic clathrate hydrates [Archer, 2007; Rup-
pel, 2011]. However, measuring this feedback is a challenge. Most investigations of clathrate hydrates have
been conducted along active continental margins where the stability of hydrates is controlled in part by con-
nections with the deeper geosphere [Jerram et al., 2015; Milkov et al., 2004; Tréhu et al., 2004]. Passive continen-
tal margins largely remove connections to the deeper geosphere, enabling more constrained investigations
between clathrate stability and changing ocean temperature. The recent discovery of extensive seepage at
upper continental slope depths shallower than (updip from) the shallowest limit of methane hydrate stability
along the northern U.S. Atlantic margin (USAM) provides a relatively accessible, midlatitude passive margin on
which to test CH, clathrate hydrate-climate connections [Kessler, 2014; Skarke et al., 2014; Brothers et al., 2014].
While CH, seepage and clathrate stability have been investigated along passive continental margins in the Arc-
tic [e.g., Graves et al., 2015; Mau et al.,, 2013; Westbrook et al., 2009], the USAM is the first discovery of such
expansive seepage at or near the boundary of clathrate stability outside of these high-latitude regions.

Here we determine fluxes of CH, into the water column at the upper edge of CH,4 hydrate stability along
the main axis (i.e., thalweg) of Hudson Canyon. This study area was chosen not only because the CH, seep
sites lie close to the theoretical updip limit of gas hydrate stability on the USAM [Skarke et al., 2014], but
also because the CH, dissolved in seawater can accumulate to higher concentrations due to the restricted
circulation caused by the canyon walls [Pierdomenico et al., 2015; Rona et al., 2015]. Fluxes of CH, from the
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Figure 1. (a) Samples were collected in Hudson Canyon, northern U.S. Atlantic margin (USAM) from the 9 to 13 July 2014. (b) Water column sampling sites (CTD hex file numbers) in Hud-
son Canyon, superposed on a bathymetric map from [Butman et al., 2006]. The red circles are previously identified CH, seeps [Skarke et al., 2014]. Line A-A’ is the canyon cross section
used to formulate 3-D boxes for the steady state model. Line B-B’ is the transect for the subbottom profile data. (c) Subbottom profile collected with a towed Edgetech 512i Chirp acous-
tic system in September 2015 shows the presence of gas and the seafloor structure beneath the area of concentrated gas seeps.

seafloor were determined using a vertical box modeling approach, adapted from previous work [Kessler
et al., 2005, 2006a, 2006b; Scranton, 1988; Scranton et al., 1987]. Supported by numerous CH, concentration
profiles measured over a 5 year period, the modeling approach assumes steady state and uses measured
vertical profiles of dissolved CH, concentration, CH, oxidation rates, and current velocity to determine sea-
floor emissions.

2. Materials and Methods

2.1. Data and Sample Collection

Data and samples were collected in the thalweg of Hudson Canyon from 9 to 13 July 2014 on the R/V
Endeavor (Figure 1). Based on previous discovery of CH, seepage in the thalweg of Hudson Canyon
between 500 and 550 m water depth [Skarke et al., 2014], an area approximately 6.5 km by 4.9 km centered
on 39° 32.03'N, 72° 24.03'W was selected as the focus for this study. At the time of this investigation, the
500-550 m depth range that was the focus of most of the surveys and sampling lay close to the theoretical
updip limit of stability for pure CH4 hydrate in equilibrium with nominal seawater based on calculated
hydrostatic pressures and measured bottom water temperatures.

Bubble plumes emanating from the sediment into the water column were detected acoustically and used
to guide sampling. Acoustic anomalies in the study area were mapped using echo sounding methods
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Figure 2. (a) An echogram from a cross-canyon transect, with cooler colors showing regions of low backscatter and warmer colors show-
ing regions of high backscatter. Three distinct regions showing acoustic anomalies consistent with CH, gas bubbles rising from the seabed
can be seen between 00:18 and 00:23. The stippling in the image is caused by interference from a subbottom profiler. The horizontal
banding is consistent with acoustic scattering from marine organisms. (b) Observed acoustic anomalies within the study area: dark blue
corresponds to the background (no bubble plumes observed); light blue corresponds to the smallest detectable amount of bubbles; yel-
low is twice the smallest amount; red is four times the smallest amount. CTD locations are shown as white circles, and bathymetry is shown
in gray scale [NOAA National Centers for Environmental Information, 2004].

similar to those used by previous investigators [e.g., Greinert et al.,, 2006; Horndfius et al., 1999; Merewether
et al., 1985; Skarke et al., 2014; Weber et al., 2014]. For this study, a 38 kHz transducer (Simrad ES38-10) was
installed in the hull of the R/V Endeavor. The ES38-10 was used with a Simrad wideband transceiver (WBT)
and transmitted linear frequency modulated acoustic signals with a nominal frequency range of 25-50 kHz.
The 3 dB beam width (beam opening angle) of the ES38-10 is nominally 10°, corresponding to a 90 m sam-
pling resolution (in the horizontal) at 500 m water depth and 70 m at 400 m water depth. The ES38-10 was
used during four survey periods that were interspersed with the water sampling activities. All of the survey
lines were run in the cross-canyon direction, including three at a line spacing of 50 m and one survey at a
line spacing of 500 m. The recorded acoustic return from the ES38-10 was match-filtered [Burdic, 1991]
using an ideal replica of the transmit signal and used to create echograms similar to that shown in Figure
2a. Acoustic anomalies consistent with CH, gas bubbles were found throughout the region, rising approxi-
mately 100 m above the seabed (Figure 2a). To create a map of gas seepage, the acoustic backscatter in
each acoustic “ping” was averaged between 450 m water depth and 20 m above the seafloor. The average
acoustic backscatter was gridded at 100 m X 100 m resolution and used to coarsely identify four different
regions of seep intensity containing (1) the background level (no seep anomaly observed), (2) three decibels
above the background level (corresponding to the weakest observed seep anomaly), (3) six decibels above
the background level, and (4) nine decibels above the background level (Figure 2b). In the areas assumed
to contain methane bubbles, the acoustic backscatter intensity is assumed to be proportional to the num-
ber of bubbles present in the water column with the underlying assumption that the bubble-size distribu-
tions are similar. The four classified regions are therefore assumed to correspond to no bubbles, the
smallest detectable amount of bubbles, twice the smallest amount, and four times the smallest amount,
and corresponded to surveyed areas of 23.7, 6.6, 1.8, and 0.4 km?, respectively (Figure 2b). These areas,
along with the corresponding locations where water samples were collected, were used to create spatially
weighted averages of the measured results, as detailed below.

The presence and absence of acoustically detected bubble plumes was used to direct water sampling using
a rosette of 24 Niskin bottles. Samples for CH, concentration analyses were collected by filling 60, 120, or
160 mL glass serum vials. Vials were filled from the bottom with a length of 1/4” Tygon tubing. Vials were
flushed with seven vial volumes of seawater to expel any bubbles and ensure collection of a clean sample,
and then were sealed with butyl rubber stoppers taking care not to introduce bubbles during sealing.
Immediately after sealing, a 10 mL headspace of ultrahigh purity nitrogen was introduced, displacing an
equal volume of water, and the samples were preserved by adding 25 pL of a saturated solution of mercuric
chloride. The vials were stored inverted to minimize diffusive gas exchange through the butyl rubber stop-
per. All the concentration analyses were conducted at the University of Rochester using a gas
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chromatograph with a flame-ionization detector (GC-FID; Agilent 6850). At least 24 h prior to analysis, the vials
were stored inverted in a 6°C incubator to mimic in situ conditions and help maintain atmospheric pressure
inside the vials. Five mL of the headspace gas were removed from each vial via displacement with an equal vol-
ume of CH,-free water and used to flush and fill a 50 uL sample loop on the GC-FID. The contents of the sam-
ple loop were transferred into the GC-FID to determine the CH4 concentration. The headspace concentration
was converted into the original dissolved CH4 concentration using the known solubility of CH, [Wiesenburg and
Guinasso, 1979], the temperature of the incubator, the salinity of the water as determined by CTD, and the vol-
umes of the headspace and water in each vial. The GC-FID was calibrated with five gaseous standards bracket-
ing the sample headspace concentration. Blanks and standards were analyzed interspersed with the samples,
indicating that (1) the storage of samples prior to analysis did not alter the concentrations when following
these protocols; and (2) blanks showed no detectable concentrations of CH,. The average precision determined
from replicate natural samples collected in different vials by different analysts was 5.2%; this precision was not
influenced by sample concentration and is similar to what was determined elsewhere [Valentine et al., 2010;
Yvon-Lewis et al.,, 2011]. The detection limit of this technique as determined by combining the instrumentation
detection limit and the water sampling and preparation procedures outlined above was 0.5 nM.

Methane oxidation rate measurements were conducted using a stable isotope tracer technique. Seawater sam-
ples were collected in 160 mL glass serum vials, following similar protocols to the CH, concentration analyses.
After collection, the samples were placed in an 8°C incubator to become isothermal, 50 L of pure '>CH, was
added to each vial with a high-precision Hamilton syringe without adding additional gaseous headspace, and
the vials were incubated for a predetermined amount of time, which ranged from 1 to 2 days, to assess the influ-
ence of incubation time on oxidation rate determined. The incubation was terminated with the addition of a sat-
urated solution of mercuric chloride. All incubations were conducted in triplicate with blanks (no added '*CH,
tracer) and “killed” ('*CH, and mercuric chloride added at the start of the incubation) controls. The oxidation
rate was determined from the original amount of the stable isotope tracer added and the amount transferred to
a dissolved inorganic carbon (DIC) product (assuming a 1:1 stoichiometry) over the duration of the incubation.
This procedure for determining oxidation rates ignores incorporation of '>CH, into biomass, and this potential
source of uncertainty is assessed with a sensitivity analysis in the modeling studies below. Methane oxidation
was treated as following both pseudo-first-order and zeroth-order kinetics in our flux modeling studies.

Current velocity was measured with an acoustic Doppler current profiler (ADCP), RDI 75 kHz Ocean Survey-
or, mounted on the hull of the R/V Endeavor. This ADCP was operated in narrowband mode using two dif-
ferent configurations based on scientific needs. When data acquisition from a different sonar system, ES38-
10, was most important, the ADCP was externally triggered and configured to use 8 m bins with 8 m blank-
ing distance. Under normal operating conditions when the ES38-10 was not used, the ADCP was triggered
internally and used 16 m bins with 8 m blanking. ADCP data were processed using the University of Hawaii's
Data Acquisition System (UHDAS). The shallowest depth measured by the ADCP was roughly 30 m and
measurements were determined every 8 or 16 m to the seafloor, based on the bin distance used. The aver-
age uncertainty of the recorded ADCP data was 0.02 ms~ .

2.2. Flux Modeling

The modeling approach employed here is based on previous time-dependent and steady state models of
seawater CH, concentration [Kessler et al., 2005, 2006a, 2006b; Scranton et al., 1987; Scranton, 1988]. Here,
the model assumes the concentration of dissolved CH, in the water column is in steady state and thus the
source of CH, to this region can be determined based on the amount necessary to balance the sum of CH,
losses. The steady state assumption was tested by comparing the water column concentration of CH, deter-
mined here in July 2014 against similar profiles collected in 2009 and 2011 [Rona et al., 2015]. No significant
changes were observed in the magnitude or morphology of these vertical water column CH, distributions
(Figure 3a). While shorter-term concentration variations may occur, the available data suggest that the dis-
solved CH,4 concentration in Hudson Canyon water column is roughly in steady state on annual timescales.

The study region in the thalweg of Hudson Canyon is represented in this model as a vertical stack of six,
three-dimensional boxes (Figure 4). The six boxes describing this model were restricted to depths showing
CH,; concentrations above background (i.e, >275 m). While lateral changes in CH, concentration were
observed in this region related to proximity to active seepage (Figures 1-3), this approach models only vertical
changes in concentration and assumes that each depth range can be represented by an average of measured
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Figure 3. (a) Dissolved CH, concentration profiles (nM). All profiles were collected from 9 to 13 July 2014 unless otherwise indicated. The
uncertainty of the June 2014 data is =5.2% but is excluded from the figure for visual clarity. All profiles were collected inside Hudson Can-
yon except the orange circles. Black circles = Stations 1, 8-13, 15-16, and 18-26. Orange circles = Station 6, collected outside Hudson Can-
yon at a comparable depth on the upper continental slope. Green circles = Station 28, collected shoreward of the investigated seep field.
Blue circles = Station 27, collected seaward of the investigated seep field. Red circles = Stations A6 and SH2E, collected in 2009 [Rona

et al., 2015]. Purple circles = Stations A8, A9, and A10, collected in 2011 [Rona et al., 2015]. Two additional samples are not displayed due
to their relatively high concentration: (2011, Station A10, Depth = 505 m, CH, concentration = 224 nM) (2014, Station 8, Depth = 522 m,
CH,4 concentration = 335 nM). (b) CH, oxidation rates (nM d ") collected inside Hudson Canyon seep field. (c) The CH, turnover time due
to CH, oxidation. Since the CH, oxidation rates are not correlated with depth, the longer turnover times in the deep waters are due to the
higher concentrations of CH,.

values. The volume and cross-sectional areas of each box were estimated as follows. First, bathymetric data
were obtained from the US Coastal Relief Model Grids available at the National Geophysical Data Center
(https://www.ngdc.noaa.gov/). Since the goal was to mimic the gross morphology of this region, using finer-
resolution bathymetric grids is not expected to alter the calculations or results obtained here. A region encom-
passing this seep site (39.48-39.59°N, 72.32-72.47°W) was exported to a database and reprojected to the Uni-
versal Transverse Mercator (UTM) coordinate system to analyze distance relationships. Second, a vertical
cross-section perpendicular to the thalweg was chosen by the line intersecting the majority of stations where
water samples were collected (Figure 1b). Third, the shape of this cross-section was simplified into a basic tri-
angle and combined with the lengths of our study area running parallel to the canyon to create a triangular
prism. The prism was subdivided into six 50 m high boxes inside the canyon walls (Figure 4a). Uncertainties
associated with using a triangular prism to represent the volume inside Hudson Canyon are insignificant com-
pared to other uncertainties detailed below. Using this representation allowed for the area of canyon walls
(Aw; m?), cross-sectional areas of the canyon perpendicular to the thalweg (Ac; m?), and volume of each verti-
cal box (V; m3) to be accounted for in the CH, flux model (Figure 4b), where the subscript i refers to the spe-
cific box number. The measurements of CH, concentration (C; mol m~3), CH, oxidation rate (MOx; moles
m~3d™"), and current speed (Cs; m d ') were averaged over the depth interval z; (m) of each individual box
(box;); both unweighted and weighted averages were calculated and used in the model. The weighted aver-
ages of C;, MOx; and Cs; were calculated using the seafloor areas of the four different seep intensity regions to
account for the spatial as well as intensity heterogeneity of seafloor seeps (Figure 2b).

This model constrains CH, losses from each box via vertical diffusion (Dif), horizontal advection (Adv), and
biological oxidation (Ox), each with units of mol d! (Figure 4b and equation (1)). The input of CH, (mol
d ") into each box can be determined as the sum of the loss terms (Dif, Adv, and Ox) for each box, and the
flux (mol m~2d™") or volume input rate (nmol L™' d™") can be determined by dividing the input by Aw; or
V, respectively. However, we view the input rates (mol d "ornmol L™ " d™ ) to be more accurate than flux
(mol m~2d™"), since a bubble of CH, may be emitted to the water column outside of box; (i.e., not associat-
ed with Aw;) and propagate vertically until it fully dissolves in a specific box. This modeling approach is simi-
lar to what was used previously [Kessler et al, 2006a, 2006b; Scranton, 1988]; however, the influence of
advection on CH,4 concentrations was also considered here:
dCH,

a4 =Sources—Dif —Adv—0x=0 (1

Vertical diffusion was modeled following Fick’s first law of diffusion:
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Figure 4. (a) lllustration of the box model. Depth labels show meters below sea level. Left and right faces characterize contact with canyon walls. The open ocean occurs at depths
<175 m, thus all boxes are contained within the canyon. (b) Schematic of the sources and sinks of CH, for each box.
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and is constrained across both the top and bottom of each box (Figure 4b). Here, K; is the diffusion coeffi-
cient (m? d™"), Az (m) is the height of box; and A; (m?) is the cross-sectional area of the top of box;. Values
for K; were chosen based on values used previously [Kessler et al.,, 2006a, 2006b; Scranton, 1988]; however, a
sensitivity study described below illustrates that calculated input fluxes are insensitive to the values of K;.

Horizontal advective additions and losses of CH, are calculated using:
Ad;:CS,'(Ci*Cu)AC,' (3)

where Cs; (m d™") is the speed of water currents moving through the region and C, is the concentration of
dissolved CH,4 upstream, which is flowing into the study area. The current speed and direction were deter-
mined from the ADCP data, and current direction was used to define the region which was upstream.

Methane oxidation was modeled as following either zeroth or first-order kinetics.
Zeroth-order kinetics : Ox; = MOx;V; (4)
First-order kinetics : Ox; = k;G;V; (5)

MOx; is the zeroth-order oxidation rate in box; in units of mol m~3d~" and k; is the first-order oxidation rate
constant in box; in units of d . Average values of MOx; for each box were determined by weighting the oxi-
dation rate to the relative areas of seeps with different emission intensities (Figure 2b). To determine k; for
each box, these weighted averages of MOx; were divided by weighted averages of C;. Measurements of CH,
oxidation rates were conducted in boxes 2-4 (Figure 4a). Oxidation rates (when assuming zeroth-order
kinetics) or rate constants (when assuming first-order kinetics) in boxes 1 and 5 were assumed to be the
same as in boxes 2 and 4, respectively.

3. Data and Results

3.1. Measurements

Above 300 m water depth, the measured concentrations were similar to the background station. However,
deeper than 300 m, the concentration values increased, reaching a weighted average concentration of
68 nM in the waters of the deepest box (Figure 3a). The maximum value measured was 335 nM, most likely
representing a water sample collected closest to a site of CH,; emission. Samples collected in 2009 displayed
similar trends in both vertical profile shape and magnitude [Rona et al., 2015] suggesting that, at least on
time scales of years, the dissolved CH, concentration in the water column remains relatively steady state
(Figure 3a).
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Water column profiles of dissolved CH, concentration were also measured in Hudson Canyon both land-
ward and seaward of the main seep field (Figure 1b) in order to constrain the change in concentration with
distance from the observed seep field. However, these profiles displayed dissolved CH, concentrations simi-
lar to those measured in the main seep field (Figure 3a), even though they were 2-3 km from the dominant
sources of CH, (Figures 1b, 1c, and 2b). While we are unaware of extensive seepage outside of the areas
investigated, currents could help to distribute the observed CH, injections. Previous measurements of cur-
rent speed and direction determined that the deep water currents in Hudson Canyon regularly change
direction due to tidal influences [Rona et al., 2015]. These oscillating currents most likely distribute the ele-
vated CH,4 concentrations to these landward and seaward stations. The current speed and direction meas-
urements that we acquired via ADCP also displayed this oscillating nature; however, when averaged over
the 4 day period over which the samples were collected, a gradual, longer-term current down canyon
(heading south east) was detected (supporting information Figure S1). Nonetheless, a decrease in dissolved
CH, concentration with distance from the seep field was not observed in the data collected in 2014, sugges-
ting that over the area observed, the CH4 oxidation rates are slow relative to the overprinting from serial
exposure to seepage during tidal oscillations [Valentine et al., 2012]. One additional dissolved CH4 concen-
tration profile was collected outside of Hudson Canyon on the upper continental slope; unlike the other sta-
tions, this water column profile displayed no noticeable CH, concentration increase in the deeper waters
(Figure 3a) and served as a background CH, concentration profile in an area free of CH, seep influence
[Skarke et al., 2014].

The CH, oxidation rate measurements were conducted in water depths that were noticeably impacted by
seep emissions, as determined by elevated concentrations of dissolved CH, (i.e., depths greater than
325 m). Most measurements of CH, oxidation using an isotopic tracer assume that the rates follow first-
order reaction kinetics, especially when relatively low amounts of the isotopic tracer are added [Pack et al.,
2011]. However, it was necessary to add a relatively large amount of the '>CH, tracer to our samples in
order to detect a noticeable isotopic change in the DIC product. For example, the dissolved CH, concentra-
tion before inoculating these samples with '>CH, ranged from 5.7 to 168.6 nM. After the '>CH, tracer was
added, the dissolved concentration increased to 12.8 M. Due to the large increase in CH, concentration,
we treated these rates as following both first and zeroth-order kinetics in the seafloor flux model.

The CH, oxidation rates produced from this experiment were surprisingly fast, ranging from 0.14 to 22.5 nM
d~" (average = 5.6; standard deviation = 6.6 nM d ") (Figure 3b). While rates of this magnitude have been
observed in other global oceanic environments, they are in the upper range of previously measured values
[Mau et al.,, 2013 and references therein]. The turnover time (ambient CH, concentration divided by oxida-
tion rate) was also fast, with average values of 7.4 days (range 1.3-24.0 days) for depths less than or equal
to 450 m and 86 days (range 1.3-344.0 days) for depths greater than 450 m (Figure 3c). Since the CH,4 oxida-
tion rates do not show a trend with depth (Figure 3b), this increase in turnover time is controlled by the
higher concentrations in the deeper waters. We were initially skeptical of the fast rates of CH, oxidation
determined here due to the relatively large amount of tracer added. However, a complementary study was
conducted to determine CH,4 oxidation rates in this area without the addition of an isotopic tracer [Leonte
et al.,, 2014]. This study only investigated the naturally occurring CH, and determined oxidation rates based
on the stable isotopic fractionation of natural CH,. Beyond suggesting that the source of methane released
from this seep field is biological, the oxidation rates determined from this complementary study are in
agreement with those produced here [Leonte et al., 2014]. One possible explanation for these rapid rates is
an autoinoculation effect from repeat exposure to seep CH, inputs resulting from the tidal oscillations [Val-
entine et al., 2012].

3.2. Model

The steady state box model quantified the input of CH, into boxes 1-5, corresponding to a depth range of
325-575 m. Methane inputs to boxes above the deepest box are best viewed as a result of emission of bub-
bles from greater depth that did not dissolve fully until reaching this higher elevation. Since mixing due to
tidal oscillations caused the dissolved CH,4 concentration in the landward and seaward stations (stations 27
and 28) to be indistinguishable from the concentrations measured in the main seep field (Figure 3a), the
along canyon advection term (equation (3)) became zero and thus did not influence the emission estimates
(equation (1)). In addition, due to the negligible horizontal gradients in CH, concentration, horizontal turbu-
lent diffusion could not be calculated. Since CH,4 loss outside of the region investigated here cannot be
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Figure 5. Model results for estimated CH, inputs (nmol L' d ") into Hudson Canyon as a function of depth. (a) Range of CH, inputs deter-
mined by increasing (red) and decreasing (blue) the aerobic CH, oxidation rates and diffusion coefficients by factors of 2. The solid circles
incorporated the weighted averages of CH, concentration and oxidation rate data, while the open circles incorporated unweighted aver-
ages. All symbols incorporated CH, oxidation rates following zeroth-order kinetics, except the black cross which are the weighted averages
following first-order kinetics. (b) and (c) Sensitivity of modeled CH, inputs to microbial oxidation rates (b) and diffusion coefficients (c). In
Figure 5b, each model parameter was increased (red) and decreased (blue) by a factor of 2 while keeping the diffusion coefficient con-
stant. In Figure 5¢, the diffusion coefficient was increased (red) and decreased (blue) by a factor of 10.

determined, the emissions estimated here are likely underestimates and specific for the area investigated.
However, these estimates were extrapolated to the full extent of the canyon in an attempt to provide some
constraint on the full emission rate of CH,.

The sensitivity of the model was tested by both increasing and decreasing the CH, oxidation rate (MOx;)
and eddy diffusion constant (K;) for each box by a factor of 2 and recalculating the seep CH, emissions. This
exercise also helps to account for natural variations, for example in MOx;, which may be influenced by
changes in the conversion efficiency of CH,4 to biomass and DIC. As would be expected from equation (1),
the effect of increasing or decreasing all of the model parameters simultaneously by factors of 2 caused the

Table 1. Estimated Inputs of CH, to Hudson Canyon at the Edge of the CH, Clathrate Hydrate Stability Zone®

Box Depth of Middle of Box Low Estimate (kmol d ") Base Estimate (kmol d ") High Estimate (kmol d ")
1 550 0.2 0.5 0.9
2 500 0.7 15 29
3 450 1.2 24 4.9
4 400 1.6 33 6.6
5 350 2.1 4.2 8.4
Total 58 119 23.7

“The low and high inputs were estimated by decreasing and increasing K; and MOx; by factors of 2. All values presented incorporated
weighted averages of CH, concentration and oxidation rates following zeroth-order kinetics.
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predicted seep CH, inputs to also increase or
Table 2. Sensitivity of the Cumulative CH,4 Inputs in Hudson Canyon :
t0 Modeled Parameters® decrease by a factor of 2 (Figure 5a and Table

Test kmol d—" Mgy~ M d! 1). The effect of each model parameter on the
predicted seep CH, inputs was also assessed

Normal K;, MOx;, Cs; 11.8 69.2 7.0

K X 2 1.9 69.2 7.0 by individually varying that particular parame-
Ki/2 1.8 69.2 7.0 ter by a factor of 2 while holding all other
K X 10 11.9 69.6 7.0 ¢ tant. An additional . t
K/10 e . o parameters constant. An additional experimen
MOX; X 2 237 1383 139 was conducted where K; was both increased
yo,\;iéz 5.9 346 35 and decreased by a factor of 10 while holding
. MOX; X 2 23.7 1384 139 .

K, MOxy2 =0 246 G MOx; constant (Figures 5b, 5¢ and Table 2).

These sensitivity tests demonstrated that the
seep CH, inputs were insensitive to changes in
diffusion, but were significantly influenced by
variations in CH, oxidation, a finding that is in
line with microbial oxidation being the largest removal mechanism of CH, (Table 2 and Figure 5). Using
weighted or unweighted averages of CH, concentration and oxidation rate to calculate seep emissions did
produce different results; however, their differences were relatively minor compared to changes in CH, oxi-
dation rates (Figure 5). In addition, the use of zeroth or first-order kinetics to describe CH, oxidation rates
had minimal influence on the total CH,; emission from this seep field. However, incorporating first-order
kinetics did decrease the CH, input into box 5 due to the lower CH,4 concentration in box 5 relative to box 4
(Figure 5). In sum, the model suggests that seep CH, inputs below 325 m in this Hudson Canyon seep field
likely average 3.5-13.9 nM d ' and that the total emission of seep CH, in this 32 km? area likely ranges
from 35t0 138 Mg CH, y .

@All values presented incorporated weighted averages of CH,
concentration and oxidation rates following zeroth-order kinetics.

4. Discussion

This investigation combined measurements of dissolved CH, concentrations, CH, oxidation rates, and cur-
rent velocities into a steady state model to predict CH, emission into the water column in Hudson Canyon
at the edge of CH, clathrate hydrate stability. This estimate of CH, inputs is based on balancing measured
CH, sinks, and thus these emission estimates can be sensitive to temporal changes in these sinks, as well as
to any measurement artifacts. For this reason, we have varied the CH, oxidation rates and diffusion coeffi-
cients in order to provide conservative bounds on the seep CH, emissions. This analysis suggests that on
average 69 (35-138) Mg CH, y ™' is being emitted at the updip limit of clathrate hydrate stability in Hudson
Canyon. Tidal currents cause this emitted CH,4 to be dispersed both up and down the canyon beyond the
area we investigated. Since this analysis determines CH, inputs as those necessary to balance the CH, sinks
(equation (1)), and since CH, oxidation is the dominant sink (Table 2 and Figure 5), additional CH4 oxidation
that may take place outside of the area investigated will cause this emission estimate to increase. For this
reason, we view these emission estimates to be lower limits on the true emission. When divided by the area
experiencing CH, release in this study area (8.8 km?; Figure 2b), a seafloor methane flux of 8 g CH, m 2y~
(4-16 g CHy m 2y~ ") is determined. This flux is similar to mean seafloor fluxes determined previously from
other marine seeps or approximately 2% of the flux from Coal Oil Point [Hornafius et al., 1999; Hovland et al.,
1993].

A previous study measured dissolved CH4 concentration further up and down canyon from this seep field
[Rona et al., 2015]. However, many of these previous stations were along the walls of the canyon making it
challenging to determine the true extent of water impacted with CH, from this seep field. Nonetheless,
these previous data do suggest that a distance along the thalweg roughly two times greater than was inves-
tigated here could be impacted by seep CH,. This would further increase the input to a total of 70-280 Mg
CH, y~". These values for Hudson Canyon alone are approximately equal to the upper estimates of Skarke
et al. [2014] for methane emissions (15-90 Mgy~ ') for all the newly discovered seeps between Cape Hatte-
ras and Georges Bank. The disparity may be largely accounted for by the differences between the bottom-
up approach taken by Skarke et al. [2014], who relied on observations of bubble emission characteristics at
a few seeps to infer methane emissions at hundreds of seeps. In contrast, we use a top-down approach that
relies on measured CH,4 concentrations in the water column, CH, oxidation rates, and a model that incorpo-
rates chemical and physical parameters to infer much larger emissions from CH, seeps. In addition, our
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investigation identified other CH, seeps (Figure 2b) not previously identified in Skarke et al. [2014] and also
accounted for dissolved CH4 emissions from the seafloor. All of these reasons possibly contribute to the dif-
ferences in emission estimates and suggest that CH, emission may be even more intense along the north-
ern USAM than originally thought.

Based on the results of this study, we hypothesize that the emission and oxidation of CH,4 at the upper
feather-edge of hydrate stability along the USAM [Skarke et al. 2014] could noticeably impact ocean chemis-
try. Skarke et al. [2014] acoustically identified over 550 CH, seeps along the USAM, the majority of which
occurred in a region stretching 400 km between Wilmington Canyon and Cape Hatteras and located updip
of the upper limit of CH, clathrate stability. If the seafloor CH, emissions and extent of CH, oxidation
between Wilmington Canyon and Cape Hatteras are similar to what we report for Hudson Canyon, the aero-
bic oxidation of CH,4 from this extensive region of CH, emission could have significant influences on the dis-
solved inorganic carbon chemistry. Since the terminal product of aerobic CH, oxidation is CO, and the
general direction of current flow in this region is toward the south [Lentz, 2008a, 2008b; Warner et al., 2010],
if the inputs of CH,4-derived CO, accumulate in a parcel of water advecting between Wilmington Canyon
and Cape Hatteras, the dissolved CO, concentration could potentially double depending on the degree of
dilution. Such phenomenon could have substantial influences on the pH and buffer capacity of seawater,
and potentially lead to the release of CH,-derived CO, to the atmosphere. This hypothesis is based on crude
extrapolations assuming that Hudson Canyon represents average CH, input rates and oxidation efficiencies
along the USAM, and that dilution is minimal. The adequate testing of this hypothesis will require further
estimates of CH4 emission, oxidation efficiencies, and dilution rates along other parts of the USAM, particu-
larly between the region of widespread emission between Wilmington Canyon and Cape Hatteras.

5. Conclusions

Measurements of dissolved CH,4 concentration, oxidation rates, and current velocity were considered with a
steady state box model to estimate the release rate of CH, at the updip limit of clathrate hydrate stability in
Hudson Canyon. A sensitivity analysis was conducted to encompass likely spatial and temporal variations in
CH, emission, as well as artifacts in the measurement parameters incorporated into the model. This analysis
suggests that on average 69 (35-138) Mg CH, y~ ' (possibly as large as 70-280 Mg CH, y~' for the entire
Hudson Canyon) is being emitted updip of hydrate stability in Hudson Canyon. While further investigation
is necessary to determine the total amount of CH,4 being released along the U.S. Atlantic Margin and its
influence on ocean chemistry and greenhouse gas fluxes, the analyses presented here suggest moderate
emission rates, similar to mean values for marine CH, seeps, currently exist in this region.
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