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Physical and biological contributions to the western tropical North
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[1] Dissolved inorganic carbon (DIC) and total alkalinity (TA) were measured in the
upper 1000 m of the western tropical North Atlantic Ocean (WTNA; study area 3—15°N,
40-59°W) in January—February and July—August 2001. Concentrations of DIC and
TA in surface samples (0—10 m) influenced by the Amazon River plume were up to
400 pmol C kg~ ' (~20%) lower than oceanic surface samples. In this region, physical
dilution by river water dominates DIC and TA inventories, driving CO, partial pressure
(pCO,) well below atmospheric levels. Nevertheless, DIC concentrations at most plume-
influenced stations were 10—90 pmol C kg~ ' below levels expected from conservative
mixing of seawater with low-salinity, low-CO, Amazon River water. In this otherwise
oligotrophic region, the diazotrophs Trichodesmium spp. and Richelia intracellularis were
often abundant, supporting a link between increased carbon drawdown and nitrogen
fixation in the outer plume. Net community production in the plume must surpass the
fluxes of inorganic carbon from below and air-sea CO, replacement to leave biologically
mediated DIC deficits, which is possible under observed conditions. Biological activity
lowers plume pCO, 30—120 patm below the conservative mixing line, and contributes to a

CO, deficit in the northern WTNA that outlasts the plume’s physical structure.

Citation: Cooley, S. R., and P. L. Yager (2006), Physical and biological contributions to the western tropical North Atlantic Ocean
carbon sink formed by the Amazon River plume, J. Geophys. Res., 111, C08018, doi:10.1029/2005JC002954.

1. Introduction

[2] The Amazon River discharge creates a 5—10 m deep
plume of low-salinity, low-inorganic carbon water atop the
western tropical North Atlantic (WTNA [Nittrouer and
Demaster, 1986; Lentz and Limeburner, 1995; Ternon et
al., 2000]), forming a sink for atmospheric carbon covering
approximately two million square kilometers [Kortzinger,
2003]. Tropical Atlantic seawater normally releases CO, to
the atmosphere (0.15 Pg C yr~' [Takahashi et al., 2002])
because solubility-driven degassing exceeds biological pro-
duction in lower latitudes [Goyet et al., 1998; Lee et al.,
1997; Takahashi et al., 1997, 2002; Sarmiento et al., 1995].
In contrast, the Amazon carbon sink removes an estimated
0.014 + 0.005 Pg C yr ' (0.001 Pmol C yr~' [Kértzinger,
2003]) from the atmosphere. Plume CO, uptake averages
1.35 mmol C m 2 d~', compared to the tropical Atlantic
average loss of 1.84 mmol C m > d~' [Kértzinger, 2003].
Since the Amazon River’s discharge and biogeochemistry
are apt to vary with changing climate, understanding the
present and future WTNA carbon sink requires quantifying
mechanistic controls on regional carbon fluxes.

[3] Rivers and ocean margins supply the ocean with
organic carbon [Bauer et al., 1995], fueling heterotrophy
near the coast. Coastal regions become autotrophic when
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inorganic nutrients are abundant from upwelling or runoff
[Mackenzie et al., 1998]. The Amazon River delivers high
concentrations of both nutrients and organic matter to the
WTNA [Smith and DeMaster, 1996; Demaster et al., 1996;
Ternon et al., 2000; Kortzinger, 2003]. Simultaneously, the
river fosters primary production on the continental shelf
[Demaster and Pope, 1996] and promotes CO, release via
photooxidation or respiration of terrestrial organic matter in
the WTNA [Aller et al., 1996; Demaster and Aller, 2001;
Smith and DeMaster, 1996; Benner et al., 1995; Del
Vecchio and Subramaniam, 2004]. The balance between
oceanic heterotrophy and autotrophy, influenced by com-
munity structure [Serret et al., 2001], determines the mag-
nitude and direction of the air-sea CO, flux [del Giorgio et
al., 1997; Duarte and Agusti, 1998; Williams, 1998; Geider,
1997; Williams and Bowers, 1999; Duarte et al., 2001].
Frequent diazotroph blooms in the WTNA may foster CO,
drawdown directly or by fertilizing other autotrophs with
biologically available nitrogen [Capone et al., 1997;
Carpenter et al., 1999]. The resulting plume photosynthe-
sis:respiration balance will then intensify or weaken the
CO, sink created by the discharge of undersaturated river
water. Quantifying total dissolved inorganic carbon (DIC) in
seawater constrains biological variables, such as the magni-
tudes of net community production and organic carbon
export [Bender et al., 1987; Yager et al., 1995; Sweeney
et al., 2000], but accounting for biological processes in the
Amazon plume carbon sink depends first on distinguishing
them from physical mixing effects in the WTNA.

C08018 1 of 14



C08018

15°N
. a 37
12°NT
36
9N
35
6°NT
34
3°N|
33
00
32
15°N
31
12°NT
30
N[
29
6°NT
28
30N L
27
(o] n n n n
060°W 56°W  52°W  48°W  44°w  40°W
Figure 1. Map of (a) winter 2001 and (b) summer 2001

sea surface salinities (summer station numbers noted) in the
western tropical North Atlantic Ocean. The gray line
approximately follows the salinity 35 contour of the plume
edge, generated using a correlation between Ky and
salinity [Del Vecchio and Subramaniam, 2004] and satellite-
derived monthly climatology of K49 (February and
August), provided by A. Subramaniam.

[4] We collected vertical profiles of discrete DIC and TA
samples in winter and summer 2001 with the NSF Bio-
complexity MANTRA/PIRANA Project, which examined
influences on WTNA diazotrophs. Our study took place
between previously studied on-shelf and offshore plume-
influenced areas [Ternon et al., 2000, Kértzinger, 2003].
Winter samples from this region were not influenced by the
plume, whereas summer samples included both plume- and
non-plume-influenced regions. In this paper, we test the null
hypothesis that physical processes solely influence WTNA
inorganic carbon distributions. If physical mixing is insuf-
ficient to explain observed variation, we hypothesize that
the residual is due to biological processes. We present
measured DIC and TA (1-500 m) with calculated surface
CO, partial pressure (pCO,). We then use a mechanistic
approach to quantify significant variations in DIC not
explained by physical processes, and we compare our
findings to previous work in the WTNA.

2. Methods
2.1. Sampling

[5] The winter data set was collected during daily stations
aboard the R/V Seward Johnson I throughout the first
Atlantic MANTRA/PIRANA cruise (MP1; January 19—
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February 22, 2001), within 5—14°N, 40—59°W (Figure 1a).
The summer data set was collected during the second
Atlantic MANTRA/PIRANA cruise (MP3; July 9—August
19, 2001) aboard the R/V Knorr, within 3—15°N, 42—57°W
(Figure 1b).

[6] During both cruises, water samples were collected
from discrete depths using Niskin bottles between 1 and
1000 m, with occasional deep (up to 4000 m) casts to
compare with historical data sets. DIC and TA samples were
collected according to established protocols [DOE, 1997].
Winter samples were analyzed aboard ship within 1 week of
sampling for DIC and TA. Summer samples were kept cool
aboard ship until they were returned to Georgia, where they
were stored in the dark at 4°C until processing. Seawater
collected and stored following this protocol was stable for
DIC and TA analysis for at least 4 years (P. L. Yager,
unpublished data). Summer samples were analyzed within
2-3 months of collection.

2.2. Sample Analysis

2.2.1. DIC

[7] Dissolved inorganic carbon measurements were per-
formed on a SOMMA system (Single Operator Multipa-
rameter Metabolic Analyzer [Johnson et al., 1993])
connected to a CO, coulometer (UIC, Inc. Model 5011).
Samples were analyzed following standard protocols
[Johnson et al., 1993; DOE, 1997, Bates et al., 1996].
Sample conductivity was measured with a Sea-Bird con-
ductivity cell (SBE-4) plumbed into the SOMMA gas-
driven delivery system. Salinity (practical salinity scale,
unitless) was calculated based on cell calibration to [APSO
salinity standards.

[8] Primary system calibration was based on analysis of
pure (99.995%) CO, gas and Certified Reference Materials
(CRMs; supplied by A. G. Dickson, Scripps Institute of
Oceanography). DIC measurements were corrected to daily
standards. Instrument precision for the winter data set,
based on analysis of replicate standards [DOE, 1997], was
+0.559 pmol C kg SW ', and precision based on replicate
samples was +0.832 pmol C kg SW™'. Precisions for
the summer data set were +0.401 pmol C kg SW' and
+0.601 pmol C kg SW™!, respectively.

22.2. TA

[0] Total alkalinity was measured using a programmable
open-cell potentiometric titration system [Dickson et al.,
2003; Bates et al., 1996]. Winter samples analyzed aboard
ship were dispensed with a 100 mL volumetric pipette;
sample temperature was measured while filling, and sample
mass was calculated [Millero and Poisson, 1981]. Summer
samples analyzed on shore were weighed using an elec-
tronic balance accurate to within 0.06 g (0.05% of typical
sample mass) with a precision of 0.2 mg. Samples were
titrated with small additions of 0.1 N HCI in 0.7 M NaCl
and total alkalinity was determined with a modified Gran
calculation [Dickson et al., 2003; Goyet et al., 1998; Bates
et al., 1996; DOE, 1997; Millero et al., 1993].

[10] CRMs were used as primary alkalinity standards to
back-calculate titration acid concentration. This forced the
absolute accuracy of samples to CRM standards. Instrument
precision for the winter data set based on replicate standards
[DOE, 1997] was =1.74 pequivalents kg SW™', while
precision based on duplicate samples was £2.97 peq kg
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SW . For the summer data set, precisions were +2.16 peq
kg SW', and +2.45 peq kg SW ', respectively.

2.3. Data Analysis

2.3.1. pCO, Calculations

[11] Measurements of underway seawater CO, partial
pressure were unavailable for these cruises, so partial
pressure (pCO,) at in situ temperature (pCO,(SST)) or at
28°C (pCO,(28)) was calculated from discrete, near-surface
DIC and TA data using the computer program CO2SYS
[Lewis and Wallace, 1998], which uses Weiss [1974] solu-
bility. Calculating pCO, at 28 °C permitted comparing the
inorganic carbon inventory between seasons, isolating
changes from seasonal temperature effects. The operator-
chosen constants used in CO2SYS calculations were: car-
bonate dissociation constants of Mehrbach et al. [1973],
refit by Dickson and Millero [1987] (valid for salinities 20—
40), and the KSO, dissociation constants from Dickson
[1990]. Recalculation of pCO, at different temperatures and
in situ salinity using CO2SYS was within 3% of the
empirically based Takahashi et al. [1993] method (data
not shown).

2.3.2. Plume Definition

[12] The Amazon plume near the north Brazilian shelf is a
5—-10 m thick layer of low-salinity water separated from
underlying oceanic water by a sharp, 5 m halocline [Lentz
and Limeburner, 1995, and references therein], which
creates a shallow surface mixed layer [Pailler et al.,
1999]. Because plume waters cannot be identified by
geographic characteristics, plume-influenced stations in our
summer 2001 data set were identified by their low surface
salinities (<35) and shallow haloclines (<10 m [Lentz and
Limeburner, 1995; Lentz, 1995; Geyer, 1991]). Because of
the extremely shallow SML depths at plume stations, we
usually collected samples at only one depth in the SML.
Therefore, the “surface” and “SML” data groupings used
herein are nearly equivalent. Nonplume surface waters in
the WTNA, with no distinctive salinity or density features
in the upper 80 m [Lentz and Limeburner, 1995] (also
GEOSECS and WOCE data: details below), have salinities
near 36 throughout the entire SML.

2.3.3. Statistics

[13] Mean values are reported with standard errors
throughout this paper, unless otherwise noted; SML char-
acteristics were compared using Welch’s approximate t-test
after F-tests detected significant differences between statis-
tic variances [Sokal and Rohlf, 2000]. The critical value
used in all statistical tests was o = 0.05.

[14] Regressions against salinity were used to describe
conservative mixing between plume and ocean water. Since
both salinity and the inorganic carbon system are subject to
natural variation and/or measurement error, Model II (re-
duced major axis) regression statistics were used throughout
the analysis [Sokal and Rohlf, 2000]. Model II statistics
are recalculated here for 0—15 m data from the ETAMBOT
1, 2 and SABORD cruises originally published by Zernon
et al. [2000] (data obtained online: details below).

2.3.4. Supplementary Data

[15] Air-sea CO, gradients (ApCO,; pCO, — pCOsatm)
were determined using calculated in situ surface pCO,
(pCO,) and the average atmospheric pCO, (pCOyuy,) for
each cruise at Ragged Point, Barbados (NOAA CMDL;
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www.cmdl.noaa/gov/infodata/ftpdata.html/). “Winter”
(Jan.—Feb.) and “summer” (Jul.—Aug.) pCOy.q, averaged
371.9 + 0.6 patm and 369.3 + 1.0 patm, respectively.

[16] Air-sea CO, fluxes were calculated using ApCO,,
solubility [Weiss, 1974], and piston velocity from the long
term wind formulation of Wanninkhof [1992] at an average
wind speed of 8 m s~ ' (generalized from our data; see
below).

[17] Average surface mixed layer (SML) depths were
calculated from CTD profiles at each station using a density
gradient criterion (Ap/Az = 0.01, where p is density and z
is depth) [Brainerd and Gregg, 1995]. Diazotrophic or-
ganism counts, nutrient measurements, and underway data
were provided by MANTRA/PIRANA project collabora-
tors (see Acknowledgments). Inorganic carbon data from
the ETAMBOT 1, 2, and SABORD cruises [Ternon et al.,
2000] were obtained from the IFREMER FTP site (www.
ifremer.fr/sismer). CO, fugacity (fCO,, nearly equal to
pCO, in seawater) from the Meteor 55 cruise [Kortzinger,
2003] were kindly provided by the author. NOAA NCEP
NCAR reanalysis data [Kalnay et al., 1996] were from
the IRI-LDEO Climate Data Library (http://ingrid.ldeo.
columbia.edu). GEOSECS and WOCE inorganic carbon data
were obtained for comparison from IRI-LDEO (GEOSECS)
or the Carbon Dioxide Information Analysis Center (http://
cdiac.esd.ornl.gov/, WOCE).

2.3.5. PWP Mixed Layer Model for the
Nonplume WTNA

[18] Daily mixed layer depths and average SML inorganic
carbon inventory changes for the winter and summer non-
plume-influenced WTNA were simulated using the Price-
Weller-Pinkel mixed layer model for Matlab [Price et al.,
1986] (http://www.po.gso.uri.edu/rafos/research/pwp/). The
summer non-plume-influenced WTNA was further divided
into two groups: those stations south of the plume structure,
with oversaturated pCO, (stations 33, 35, 36, 38) and those
northeast of the plume structure, with undersaturated pCO,
(stations 17, 19, 21). In each run, the model was initialized
with a depth profile of mean temperature, salinity, DIC, and
TA for that station group from CTD data and interpolated
bottle data. Background vertical eddy diffusivity was set at
1 x 107> m? s~ [Ledwell et al., 1993]. Underway wind
speed, relative humidity, short wave radiation, barometric
pressure, and precipitation were unavailable for the winter
cruise, so we forced the winter model with daily heat, fresh
water, and momentum fluxes for the WTNA from the
NCEP-NCAR reanalysis [Kalnay et al., 1996]. Short wave
radiation was unavailable for 2001 from NCEP-NCAR, so
we used 2002 data. Heat fluxes driving the summer model
runs were calculated following Gill [1982], using hourly
mean underway wind speed, SST, air temperature, relative
humidity, barometric pressure, precipitation, and short wave
radiation. Wind stress was calculated following Yelland and
Taylor [1996]. Mixed layer inorganic carbon inventory
changes were estimated by treating DIC as a passive tracer
that is affected by vertical flux and net evaporation/precip-
itation [Sabine et al., 2004] but not by air-sea transfer or
biology. Equations describing DIC mixing in the model
were therefore based on corresponding equations for salt.
The rates of change in mixed layer inventories were
calculated between initial and final SML concentrations
over the 31- or 32-day cruise interval modeled (winter
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and summer, respectively). To estimate the impact of precipi-
tation and evaporation on modeled SML DIC inventories, the
three model runs were also performed with zero freshwater
influence on DIC. The salinity budget was still influenced by
freshwater to permit proper development of the modeled
mixed layer. Modeled SML carbon inventory changes from
the zero-freshwater runs represent only the vertical carbon
flux, whereas DIC SML inventory changes calculated from
the full runs represent the vertical carbon flux plus evapora-
tion/precipitation-induced inventory changes.
2.3.6. Plume Physical Influences

[19] Plume mixed layer dynamics were not evaluated
with the PWP vertical mixing model, because the plume’s
existence depends on horizontal mixing between low-
salinity, low-carbon river water and surface WTNA water
[Lentz and Limeburner, 1995]. In general, strong density
stratification between the plume and underlying ocean water
attenuates vertical mixing [Pailler et al., 1999; Sprintall
and Tomczak, 1992] and forces a shallow mixed layer,
although background vertical diffusion may not weaken
[Ferry and Reverdin, 2004]. During the plume’s approxi-
mately 80-day transit from the Amazon mouth to the
locations sampled [Hellweger and Gordon, 2002, and
references therein], only gas exchange, the net effects of
evaporation and precipitation, and horizontal mixing influ-
ence DIC. Plume water is therefore treated in this analysis
as an isolated, vertically homogenous water mass atop the
WTNA,; its one-dimensional carbon budget is influenced by
surface processes only, including gas exchange and export,
with no acquisition of inorganic carbon via vertical mixing
from below.
2.3.7. Mixing Model

[20] Building on the approaches of Ternon et al. [2000]
and Kortzinger [2003], we used a simple conservative
mixing model to calculate the proportions of Amazon plume
water and seawater in a given plume sample. We assumed
that the effects of precipitation and evaporation on the
carbon and freshwater mass balances were small compared
to the river [Lentz, 1995; Lentz and Limeburner, 1995] over
a 10 m-deep plume (see section 3.5). Additional variations
in DIC not attributable to mixing were then ascribed to
biology. For each discrete SML sample collected, we solved
the following system of equations for the proportions of
river (r) and seawater (s) present:

Sy %+ Sy % 5= Sppg (1)

r+s=1 (2)

S,, S¢ and S, are salinities for the river endmember, the
seawater endmember, and the observed sample, respectively.

[21] Assuming that alkalinity was conservative, the alka-
linity of the river endmember was then calculated from each
sample alkalinity (A,ps) and the oceanic alkalinity endmem-
ber (A;), using 7 and s from above:

A( \‘_A' *
A,,:%“s (3)

Because the Amazon River mainstem DIC load is ~0%
carbonate, 82% bicarbonate, and 18% dissolved CO, gas
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[Richey et al., 1991; Devol and Hedges, 2001], the river
DIC endmember (DIC,) in our model was calculated to be:

A,

DIC, = 082 (4)

[22] The expected inorganic carbon concentration for that
sample (DIC.,) was then calculated using 7, s, and river
(DIC,) and seawater (DIC,) endmembers:

DIC,, = DIC, * r+ DIC, * s (5)

DIC,y, Aops, and in situ nutrient concentrations were then
used to calculate the pCO, expected (pCOye) from
conservative mixing using CO2SYS. Nonconservative
variations in DIC attributed to biology (ADICgp) were
the differences between expected and observed DIC values:

ADICgo = DIC,, — DIC, (6)

Positive ADICgo values correspond to inorganic carbon
deficits, implying that production exceeds respiration and
the system is net autotrophic. Negative values indicate
inorganic carbon surpluses, suggesting that respiration
exceeds production, and the system is net heterotrophic.
Errors in derived quantities were estimated using a Monte
Carlo-type error analysis [see Yager et al., 1995].
2.3.8. Model Endmembers

[23] Surface mixed layer DIC, TA, and salinity were
averaged for the four southeastern summer nonplume sta-
tions to provide seawater endmember values and their
standard deviations (A = 2369.4 £ 5.9, S, = 36.0 = 0.1,
DIC, =2024.5 £ 6.8, n = 12). These stations (33, 35, 36, 38)
were located in the North Brazil Current (NBC), the water
mass that entrains the Amazon plume [Bourles et al., 1999;
Johns et al., 1998]. River salinity (S,) was assumed to equal
0 £ 0, as 0 psu salinity water has been documented outside
of the river mouth [Lentz, 1995; Lentz and Limeburner,
1995; Geyer et al., 1996; Edmond et al., 1981]. The mixing
line slope implied by this model was calculated using
solved mean A,, A, S,, and S, (or DIC,, DIC,, S,, and Sy)
and a Monte Carlo-type analysis [see Yager et al., 1995] that
kept track of error propagation.

3. Results
3.1. Observation

[24] DIC and TA concentrations in the Amazon plume-
influenced upper WTNA were up to 400 pmol kg~ lower
than oceanic (nonplume) values (Table 1 and Figure 2a).
Surface pCO; at in situ temperatures (pCO,(SST)) was also
about 50 patm lower in the plume; the difference between
plume and nonplume surface pCO, was enhanced when
temperature differences were reconciled (Table I;
pCO,(28°C)). This significant inorganic carbon reduction
was always associated with low-density plume water atop
the water column (o, = 17 — 23; Figure 2b). At nonplume
stations, average surface mixed layer (SML) DIC, TA,
salinity, SML depth, and pCO,(28) were statistically indis-
tinguishable between seasons (data not shown).

[25] Over the salinity range sampled, DIC and TA were
linearly correlated to salinity (Table 2 and Figure 3a). The
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Table 1. Mean Surface Mixed Layer (SML) Characteristics
(£1SE) for Winter and Summer 2001?

COOLEY AND YAGER: WESTERN TROPICAL ATLANTIC OCEAN CO,

Nonplume Plume
Stations (n=27) (n=18)
SML depth, m 78.0 +4.4 92+1.5
SML samples (n=123) (n =125)
DIC, pmol C k%’l 20172+ 1.5 1786.2 + 15.8
TA, peq C kg™ 2365.7 £ 1.2 21243 £19.7
Salinity 36.05 + 0.02 31.91 £0.36
SST, °C 26.13 +0.08 28.68 +0.10
Surface samples (n = 36) (n=21)
pCO,(SST), patm 359.5 +2.7 308.3 £8.3
pCO,(28°C), patm 383.9+25 297.0 £ 8.4

2All plume means except pCO,(SST) were significantly different (p <
0.05) from nonplume means (Welch’s t-test).

relationship between plume TA and salinity was not signif-
icantly different from that of previously published data from
the ETAMBOT/SABORD projects (fall 1995 and spring
1996 [Ternon et al., 2000]) (Table 2). In addition, the
residuals around the TA-salinity regression line are much
smaller on the whole than the residuals around the DIC-
salinity regression (Figure 3b).

[26] During the winter cruise, sea surface temperature
(SST) and sea surface salinity (SSS) ranged between
20.9-26.6°C and 35.2-36.3, respectively (Figures 4a
and 4b). Mixed layer depths ranged between 47 and 133 m
(Figure 4c). Due to an equipment malfunction, underway
wind speed was not archived for this cruise; wind speeds
shown are from station logfiles, and range between 7-—
15 m s (Figure 4d). During the summer cruise, SST
ranged between 25.8-30.0°C and SSS ranged between
26.4-36.7 (Figures 4e and 4f). Lower SSS and higher SST
were indicative of the Amazon plume (Figure 4 and Table 1).
Summer mixed layer depths ranged between 2—103 m
(Figure 4g). Summer wind speed ranged between 0 and
12 m s~ (Figure 4h). Shallow MLDs in summer (<15 m)
were always associated with SSS below 35.

3.2. Air-Sea CO, Gradients

[27] Air-sea CO, gradients in summer 2001 varied over a
larger range (ApCO, = —135 to +30 patm) than in winter
(ApCO, = —48 to +10 patm; Figure 5). Stations most
undersaturated with respect to the atmosphere (negative
ApCO,; stations 23 and 27) were far from the river mouth,
in the middle of the observed salinity range. The most
oversaturated stations (positive ApCO,; summer stations 33,
35, 36, 38) were outside plume-influenced waters. The only
oversaturated station within plume water (station 43) was
close to the river mouth and on the continental shelf. Station
43 was unusual in that, although salinity, DIC, and TA were
characteristic of plume water, they were vertically homo-
genous throughout the 80 m water depth; no surface mixed
layer was evident. Outside of the plume, the small signifi-
cant difference observed between winter and summer mean
pCO,(SST) was partly attributable to seasonal changes in
SST (Table 3). Winter pCO,(SST) was undersaturated due
to cool temperatures, but summer nonplume pCO,(SST)
was not uniformly oversaturated due to warm temperatures.
Summer nonplume stations fell into two groups: stations
whose pCO,(SST) was greater than the atmospheric value
(33, 35, 36, and 38, south of the plume; Figure 5b), and
those whose pCO,(SST) was less than atmospheric pCO,

C08018

(15, 17, 19, and 21, north and east of the plume; Figure 5b;
stations labeled on Figure 1b). The difference between the
two summer groups’ pCO,(SST) was unrelated to tempera-
ture (Table 3), as the difference remained when temperature
changes were reconciled. The overall mean nonplume
pCO,(SST) undersaturation (Table 1) resulted from group-
ing cooler, undersaturated winter stations with the two types
of warmer summer stations.

3.3. Air-Sea Fluxes

[28] The mean flux at plume stations (ApCO, = —61.0 +
8.3 patm, salinity = 31.6 + 0.4, SST = 28.8 + 0.1°C, wind
speed 8 m s™') was 9.7 + 1.3 mmol C m 2 d™' into the
water. The air-sea fluxes at summer nonplume stations
were quite different from the plume: south of the plume
(ApCO, = 19.3 + 4.4 patm, salinity = 36.0 £ 0.06, SST =
27.4 +0.2°C, wind speed = 8§ m s_l), CO, was released to
the atmosphere (mean flux = 3.0 + 0.7 mmol C m > d™");
north of the plume (ApCO, = —10.3 £ 0.7 patm, salinity =
35.9+0.09, SST=27.6 +0.1°C, wind speed = 8 m s 1), the
average CO, flux was 1.6 + 0.1 mmol C m 2 d~' into the
water, 6x lower than the rate for the plume. The average
calculated air-sea CO, flux for winter nonplume stations

DIC or TA (umol kg'1 or peq kg'1)

1600 2000 2200 2400

2600
TAVA 0NV 5 DAY DEONOY (¢ 7
0 2 2.y ’a-:m%;;‘

100+ O,
LN
—_ A 0
£ 200 v\ @O
=
g
O 300 248\ @O
400 A O
a
500 : : y -y
16
A o}

18 A

201 A@@ %

- EN
6 o5l @
22 2y %,
241
26} b
1600 1800 2000 2200 2400 2600

Figure 2. Winter (solid gray symbols) and summer 2001
(open black symbols) DIC (open triangles) and TA (open
circles) in the WTNA plotted against (a) depth and (b) o,.
o, = 27 is approximately 500 m.
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Table 2. Model II Regression Statistics (=1 SE) for the Carbonate System Versus Salinity”

DIC TA
P slope y-intercept r slope y-intercept
Plume (n = 25) 0912 441 +38 3785+1204  0.983 55.0£2.1 369.7 + 68.1
ETAMBOT [, II, SABORD® (n = 158)  0.997  49.6 0.3 223.6 +£9.5 0.998  59.0+0.3 268.4 +9.7
Mixing model (n = 25)* 47.6 £0.3 308.8 + 11.6 58.8 £0.3 2533 +9.5
Obidos river endmember® 600 600

“Slopes and intercepts for plume and ETAMBOT/SABORD groupings were significantly different from nonplume

conditions.

"The parameter 7 is correlation coefficient; all correlations shown were significant.
“ETAMBOT 1, 2, and SABORD data (fall 1995, spring 1996) from Ternon et al. [2000] were pooled and analyzed using

Model II regressions.

9Slope implied by mixing-model-generated y-intercepts and ocean endmembers (see Methods).
°Obidos river endmember used by Ternon et al. [2000], from Richey et al. [1990].

(ApCO, = —16.7 £ 2.8 patm, salinity = 36.0 = 0.05,
SST = 25.9 + 0.1°C, wind speed = 8 m s~ ') was 2.6 +
0.4 mmol C m~*d ™" into the water, only slightly greater than
the northern summer nonplume stations. In the winter, ob-
served wind speeds were generally greater than 8 m s~ (7—
15ms ™), so the in situ flux could be somewhat greater than
estimated here (the effect would be amplified if we had
applied the Wanninkhof and McGillis [1999] long-term for-
mulation for the gas transfer velocity instead of Wanninkhof
[1992], since the two formulations diverge above 8§ m s7h,
whereas observed summer winds (1-12 m s~ ') could gen-
erate slightly lower fluxes than estimated here.

3.4. PWP Mixed Layer Model

[20] Winter SML depths from the PWP mixed layer
model (Table 4) agreed favorably with SML depth obser-

vations. In winter, salinity increased in the SML at a rate of
0.003 d™' (or ~0.01% d™"). Carbon increased at a some-
what faster rate (0.36 pmol kg™' d' or ~0.02% d")
because of the stronger vertical gradient in DIC. Integrating
over the modeled mixed layer depth, the change in the
inteigrated mixed layer salt inventory (storage) is 2.8 mg salt
m “s ' and the change in the mixed layer carbon inventory
is 27 mmol C m 2 d~'. Excluding the freshwater influence
on winter SML DIC, the change in the carbon inventory
was only 16 mmol C m > d~'; net winter evaporation
therefore concentrates SML DIC to cause the additional
11 mmol C m~? d ™! increase (Table 4). The model predicted
shallower mixed layers under late summer conditions than
we observed at either group of summer nonplume stations.
Calculated summer mixed layer depths were 15.0 + 0.5 and
14.4 + 0.4 (southern and northern groups, respectively),
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Figure 3.

(a) DIC (open triangles) and TA (open circles) against salinity for summer 2001 (open

symbols) and winter 2001 (solid gray symbols). The statistics for the plume-influenced solid regression
lines shown are in Table 2. Dashed lines indicate mixing lines implied by the mixing model, whose slope
and intercept are in Table 2. (b) Residual of summer and winter DIC and TA around the plume-influenced
regressions. The shaded regions above salinity 35 indicate data outside the influence of the plume.
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