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Without small oceanic organisms atmospheric CO5 levels would be about
200 ppm higher than they are today; phytoplankton convert dissolved inorganic
carbon (DIC) to particulate organic carbon (POC) during photosynthesis, influ-
encing the air-sea exchange of COs. Eventually some of this POC is exported
out of the upper ocean, often as either phytodetrital aggregates or zooplankton
faecal pellets. Because of the complexity of this biological carbon pump (BCP),
the fate of the exported POC in the mesopelagic zone is difficult to predict. To
make things more complex all of these processes vary temporally and spatially.

Marine snow catchers (MSCs) were used to analyse fast and slow sinking
particles separately, which is a unique approach as slow sinking POC fluxes are
not often quantified. To investigate what controls the fate of particles in the upper
mesopelagic zone (50 - 500 m) particles were collected from three contrasting
oceanic regions: the Southern Ocean (SO), Equatorial Tropical North Pacific
(ETNP) oxygen minimum zone (OMZ) and the temperate North Atlantic. In all
sampling areas the slow sinking POC flux was as large if not larger than the fast
sinking POC flux. This emphasises the importance of slow sinking particles in
the upper mesopelagic zone.

The main outcome from this thesis is the importance of the role of zooplank-
ton in BCP processes. For instance the efficiency which particles were exported
from the mixed layer varied inversely with primary production in the SO, and was
likely due to the zooplankton grazing down the phytoplankton. When extending
the data to include the ETNP and the North Atlantic this relationship still held,
conflicting the long-standing theory that as primary production increases export
efficiency increases.

In the ETNP oxygen minimum zone a high proportion of exported POC sank
through the mesopelagic zone. Microbial oxygen uptake incubations showed for
the first time that fast sinking particles are turned over significantly slower than
slow sinking particles (0.13 d~! and 5 d~! respectively). Microbial degradation
of POC could explain most of the fast sinking POC attenuation with depth,
with the remainder lost due to abiotic fragmentation. Therefore it is likely that
zooplankton degradation of particles is reduced in OMZs as their abundance
and metabolism are lowered. This reduces the overall remineralistion of POC,
hence a higher fraction of POC is transferred to depth in OMZs. Phytoplank-
ton lipid biomarkers dominated lipid particle composition throughout the upper
mesopelagic zone in the ETNP, further emphasising the minor role of zooplankton
in OMZs.

Comparing the observations with an ecosystem model output at all three
oceanic sites further emphasised the importance of zooplankton in the BCP. The
model poorly parameterises zooplankton processing of particles and thus the ob-
servations and model matched best in the ETNP, where zooplankton processing
of particles is naturally low.

Changes in climate will effect the abundance and distribution of these small
organisms. Further understanding of how zooplankton community structure and
metabolism may change in the future will be important to predict how atmo-
spheric CO4 levels may change.



ii



Contents

List of Figures vii
List of Tables xi
Author’s declaration xiii
Acknowledgements XV
Abbreviations xvi
1 Introduction 1
1.1 Global carbon cycle and climate . . . . . . . ... ... ... ... 1

1.2 Biological carbon pump . . . . .. ... Lo 3
1.3 Particle type . . . . ... 7
1.3.1 Phytodetrital aggregates . . . . . . ... ... ... L. 7

1.3.2 Faecalpellets . . . . .. ... .. ... L. 8

1.4  Controls over sinking particle fluxes . . . . . .. . ... ... ... 10
1.4.1 Controls on export fluxes . . . ... ... ... ... ... 10

1.4.2  Controls on mesopelagic remineralisation. . . . . . . . .. 12

1.5 Zooplankton dynamics . . . . . . .. ... Lo 19
1.6 Methods to estimate POC flux . . ... .. ... .. ... .... 20
1.6.1 Sediment traps . . . . . . . ... 20

1.6.2 Radionuclide . . ... ... ... ... ... . .. 22

1.6.3 Marine Snow Catcher . . . . .. ... ... ... ... .. 22

1.7 Thesis aims and outline . . . . ... ... ... ... ... .. .. 26

2 Particle export and flux attenuation in the Southern Ocean 29
2.1 Overview . . . . ... 29
2.2 Introduction . . . . . . . .. ... 29

il



iv

3

CONTENTS

2.3 Methods . . . . . . .. 31
2.3.1 Cruise Location . . . . . . ... .. ... L. 31
2.3.2 Phytoplankton Composition and Production . . . . . . . . 32
2.3.3 Zooplankton . . ... ... 32
234 Particleflux . . ... ... ... .. o 33

24 Results. . . .. . 36
2.4.1 Mixed Layer Plankton . . . . ... ... ... ... .... 36
2.4.2 Particulate organic carbon concentration . . . . . . . . .. 37
2.4.3 Particle sinking rates . . . . .. ... oL 39
2.4.4 Particulate Organic Carbon Flux . . . . .. .. ... ... 40

2.5 Discussion . . . . . ... 42
2.5.1 Mixed layer ecosystem . . . . .. .. ... ... ... ... 42
2.5.2  Comparison of flux estimates . . . . ... ... ... ... 44
2.5.3 Export From the Mixed Layer . . . . . ... ... .. ... 45
2.5.4 POC Transfer Through the Upper Mesopelagic Zone . . . 49
2.5.5 Controls Over Mesopelagic Flux Attenuation . . .. ... 51

2.6 SUMMAry . . ... 54

Remineralisation of organic carbon in a Pacific Oxygen Mini-

mum Zone 57
3.1 Overview . . . . ... 57
3.2 Imtroduction . . . . . . . .. ... 57
3.3 Methods . . . . . . . .. 59
3.3.1 Cruise location . . . .. ... ... ... ... . 59
3.3.2 Sampling the MSC for particle lux . . . . ... ... ... 59

3.3.3 Estimating the reactivity of particulate organic carbon by

microbial oxygen uptake . . . . ... ..o 62
3.3.4 Modelling flux through the mesopelagic . . . .. ... .. 64
3.4 Results and Discussion . . . . . .. . ... ... 65

3.4.1 Particulate organic carbon concentration in an oxygen min-

iImum zone . . . . . ..o 65
3.4.2 Estimated fast sinking rates using the FlowCAM . . . . . 66
3.4.3 Fast and slow sinking particle fluxes . . . .. .. ... .. 70
3.4.4 Microbial carbon specific turnover . . . . . ... .. ... 72

3.4.5 Microbial vs. non-microbial remineralisation . . . . . . . . 76



CONTENTS A

3.4.6 Biological carbon pump efficiency . . . . . .. .. ... .. 79

3.5 Summary ... ... 80
4 Particle composition in the Eastern Tropical North Pacific 83
4.1 Overview . . . .. 83
4.2 Introduction . . . . . . . . ... 83
4.3 Methods . . . . . . .. 87
4.3.1 Lipid extractions . . . . . . . ... ... 87
4.3.2 Compound quantification . . . . . .. ... ... ... .. 88

4.4 Morphological composition: Results and Discussion . . . . . . . . 89
4.4.1 Summary . . ... ... 92

4.5 Biochemical composition: Results and discussion . . .. . .. .. 93
4.5.1 'Total lipid concentration . . . . . . . . ... ... ... .. 93
4.5.2 Particle composition . . . .. ... 97
4.5.3 Ecological groups . . . . . ... ... 100
4.5.4 Ecological processes . . . . . . ... ... 102

4.6 SUumMmMAary . . ... ... 106

5 The role of zooplankton in determining the efficiency of the bi-

ological carbon pump 109
5.1 Overview . . . . . . .. 109
5.2 Imtroduction . . . . . . .. ... 109
53 Methods . . . . . . .. 111
5.3.1 Site description . . . . .. ..o 111
5.3.2 Observations . . . .. ... ... ... 112
5.3.3 Modeloutput . . . . ... ... 112
5.3.4 Data manipulation . . . .. . ... ... L. 114

5.4 Results and Discussion . . . . . . ... ... 0oL 114
5.4.1 Comparison of fluxes . . . . . . . ... ... ... 114

5.4.2 Export production . . . .. ... ... 115
5.4.3 Contribution of fast and slow sinking POC fluxes . . . . . 117
5.4.4 Attenuation of POC with depth . . . . . . ... ... ... 117
5.4.5 Efficiency of the biological carbon pump . . . . . .. . .. 120

5.5 Summary ... ... 122



vi

CONTENTS

Conclusions and further work 125
6.1 Keyfindings. . . . . ... ... 125
6.1.1 Particle export efficiency and primary production . . . . . 126
6.1.2 Formation and disaggregation of particles . . . . .. . .. 126

6.1.3 Remineralisation in the mesopelagic zone by zooplankton 127

6.2 Major finding . . . . . . ... 128
6.3 Futurework . . . . . . ... 129
6.3.1 Extended measurements of PEeff and primary production 129
6.3.2 Develop sinking rate experiments using the FlowCAM . . 129
6.3.3 Remove zooplankton from models . . . . . . ... ... .. 130
6.3.4 Improve zooplankton parameterisation in models . . . . . 130
Particle flux in the Southern Ocean 133
Remineralisation in an OMZ 139
Particle composition 145
Efficiency of the biological carbon pump 147

Bibliography 149



List of Figures

1.1 Ocean carbon cycle . . . . . . . .. .. ... ... ... 2
1.2 TPCC COg projections . . . . . . . . .. ... ... 3
1.3 Arrival of phytodetritus on the sea floor . . . . . ... ... ... 4
1.4 Biological Carbon Pump . . . . . . ... ... ... ... .. )
1.5 Martin curve . . . . . ... Lo 6
1.6 Macro-aggregates . . . . . . . . ... 8
1.7 Zooplankton faecal pellets from sediment traps . . . . .. .. .. 9
1.8 PEeff vs. primary production . . . . . .. ... ... 11
1.9 Schematic of MEDUSA model . . . . . . . ... ... ....... 13

1.10 Scatter plots of CaCOs3, opal and lithogenic fluxes against POC flux 16

1.11 Temperature vs. z* . . . . . . .. ... 18
1.12 PELAGRA trap . . . . . . . . . . . . 21
1.13 Marine Snow Catcher. . . . . . . . . . . . ... ... 24
2.1 Cruise track and Southern Ocean fronts . . . . ... .. ... .. 31
2.2 Particleimages . . . . . . . ... oo o 34

2.3 Satellite chlorophyll a and in situ primary production in the Scotia

Sea . .. 36
2.4 POC concentration . . . . . . ... ... 38
2.5 Particle sinking rate frequency distribution. . . . . . .. ... .. 38
2.6 Sinking rate with depth . . . . . .. .. ... ... ... .. 39

2.7 Percentage contribution of fast (dark grey) and slow (light grey)

sinking particles the total sinking flux. . . . . .. ... ... ... 42
2.8 Geographical distribution of POC flux . . . . ... ... ... .. 43
2.9 Geographical distribution of PEeff . . . . .. ... ... .. ... 47
2.10 PEeff and Primary Production . . . . .. ... ... ....... 48
2.11 Fast sinking PEeff and Zooplankton abundance . . . . . . . . .. 49

vil



viii

LIST OF FIGURES
2.12 Geographical distribution of Martin’s b . . . . . . . . .. ... .. 50
2.13 Faecal pellet luxand b . . . .. .. ... ... ... ... .. .. 52
3.1 Sampling locations in the ETNP . . . . ... ... ... ..... 60
3.2 FlowCAMssetup . . . . . . . . . . . 61
3.3 Unisense microrespiration system . . . . . .. .. ... ... ... 62
3.4 Dissolved Oy and POC concentrations . . . ... ... ... ... 65
3.5 Particle sinking rate vs. size . . .. ... ... ... ... .. 67
3.6 Sinking rate and depth . . . . . . ... oo 69
3.7 Particlefluxes . . . . . . ... 71
3.8 Oxygen consumption, turnover and stoichiometry of particles . . 73
3.9 Attenuation of POC with depth . . . . . ... ... ... ... .. 7
3.10 BCPeff inthe ETNP . . . . . . . . ... ... ... ... ..... 79
4.1 Oxic and OMZ biological carbon pump . . . . . . . . .. .. ... 84
4.2 Interactions between sinking particles . . . . . . . .. .. ... .. 85
4.3 Chromatogram fora GCMS . . . . .. ... ... ... ...... 88
4.4 Phytodetrital aggregates . . . . . .. ... oL 91
4.5 Faecal pellets . . . . . . . . . 91
4.6 Zooplankton . . . . . ... oo 92
4.7 Other types of particles . . . .. .. ... ... ... ....... 93
4.8 Total particle lipid concentration with depth . . . . . . . . .. .. 94
4.9 Total particle lipid percentage of POC with depth. . . . . . . .. 95
4.10 Fatty acid concentrations across particle fractions . . . . . . . .. 97
4.11 MDS plot of all lipid samples by fraction . . . . . . . .. .. ... 98
4.12 Revised interactions between sinking particles . . . . . . . .. .. 99
4.13 Lipid particle composition with depth by site . . . . .. .. . .. 101
4.14 Particle poly-unsaturated fatty acid concentration. . . . . . . . . 101
4.15 Particle lipid composition with depth by fraction . . . . .. . .. 103
4.16 Cholesterol concentrations with depth . . . . . ... .. ... .. 104
4.17 Lability index with depth . . . . . . .. ... ... ... . ... 105
5.1 Map of ocean sites sampled . . . . . ... ... 113
5.2 Primary production and PEeff . . . ... .. ... ... ... .. 116
5.3 Proportion of fast and slow sinking particles to total flux . . . . . 118

5.4 Attenuation of flux with temperature . . . . . . . .. .. ... .. 119



LIST OF FIGURES ix

5.5 Efficiency of the biological carbon pump . . . . . .. .. ... .. 121
A.1 Chlorophyll @, BSi and Zooplankton . . . . .. ... ... .... 136
B.1 ESD wvs. sinkingrate . . . . ... ... .. ... .. 142
B2 PDA and FP fluxes . . . . . . . . . ... . ... .. ... ... . 142
B.3 Oxygen concentration and chamber volumeon k£ . . . . .. . .. 143

B.4 Residuals from ANCOVA of depthon k . . . . . .. .. .. ... 144



LIST OF FIGURES



List of Tables

2.1

2.2
2.3

3.1
3.2

4.1
4.2
4.3

5.1

Al
A2
A3

B.1
B.2
B.3
B.4

C.1
C.1

D.1

Mixed layer Chl a concentrations, Primary Production and Zoo-

plankton abundance . . . . ... ... ..o 37
Particle sinking rates . . . . . . ... .o 40
POC fluxes . . . . . . . . . . 41
Mean sinking rates and z* . . . . ... ... ... ... 70

Overall estimates of k (logip, h™!) prior to temperature corrections. 74

Lipid biomarkers assigned to ecological groups . . . . . . . . . .. 89
Exported particle type . . . . . .. ..o 90
Mean lipid concentrations with depth . . . . . .. .. .. ... .. 96
Fast and slow sinking mean b and 2* . . . . . ... ... .. ... 120
Sampling locations and dates. . . . . . ... ... ... ... ... 134
MSCg, POC concentrations . . . . . . . . ... . ... ...... 135
MSCp POC concentrations . . . . . . . . ... ... ... .... 137
Sampling locations and dates. . . . . . .. ... ... 139
POC concentrations . . . . . .. ... ... ... ... 140
POCfluxes . . .. . . . . . . . . . . e 141
ANCOVA for the effect of depth and fractionon k. . . . . . . .. 141
Lipid compounds . . . . . . . .. ... o 145
Lipid compounds . . . . . . . ... ... ... 146
BCPeff sampling locations and dates . . . . . . . ... ... ... 148

X1



xii



Author’s declaration

I, Emma Cavan, declare that the thesis entitled “Sink or swim: The fate of
particulate organic carbon in the interior ocean” and the work presented in the
thesis are both my own, and have been generated by me as the result of my own
original research. I confirm that:

this work was done wholly or mainly while in candidature for a research
degree at this University;

where any part of this thesis has previously been submitted for a degree or
any other qualification at this University or any other institution, this has
been clearly stated;

where I have consulted the published work of others, this is always clearly
attributed;

where I have quoted from the work of others, the source is always given.
With the exception of such quotations, this thesis is entirely my own work;

I have acknowledged all main sources of help;

where the thesis is based on work done by myself jointly with others, I have
made clear exactly what was done by others and what I have contributed
myself;

parts of this work have been published separately;

In which my contribution was the development and handling of the reported
analytical work, sample analysis, writing the papers with advice from the co-
authors, producing the figures and leading the responses to the peer reviews.

................................................

xiil



xiv AUTHOR’S DECLARATION



Acknowledgements

Thank you to Richard Sanders for spending the last 4 years turning me into a
real scientist. I've thoroughly enjoyed our Monday morning chats, where often
the topic of conversation would not be science! I appreciate the freedom I've been
given and Richard’s ability to deal with my opinionated personality. Thanks to
Adrian Martin for telling Richard about my interview, as without this conver-
sation this thesis wouldn’t exist. I’'m extremely grateful to Alex Poulton as he
wasn’t an official supervisor but somehow got roped into the role. Alex made
sure I was always on course and guided me through many unnecessarily tough
panel sessions. I'm also grateful for all the advice he has given me. It’s been
amazing to work with Richard Lampitt, who helped me improve my scientific
writing and this whole thesis. I've also really appreciated help and advice from
Steph Henson, who has always felt like a supervisor and is a great role model for
female scientists. Thanks too to Debbie Yarrow, the ‘mum’ of OBE. As well I feel
like I owe a lot to Google, I don’t understand how people did a PhD pre-Google.

In addition I’d like to thank my fellow PhD’ers and NOC friends, particularly
those who would have a breakfast bap with me, which would be the highlight of
my week at NOC: Victoria Hemsley, Lou Jenkins and Chris Daniels. I had a lot
of fun times with Jason Hopkins who undoubtedly was the best office mate in
the world. We put the ‘science’ world to right many times. I was very relieved
when Anna Belcher chose to also do a marine snow catcher PhD, it has been
amazing to have someone else’s brain to pick about even the simplest problems.
Thank you so much to the people that have read this work: Lou, Mandy Sibbick
and my parents. My parents and sister have always been very supportive of my
career choice and I am so grateful for this. It makes all the difference. I’'m also
grateful to Mick Sibbick for his constant supply of wine!

The last 4 years would have been very different without the awesome Fran
James, who would be willing to let off steam with me, even on a ‘school’ night
when everyone else would be behaving. Which brings me to the Platform Tavern,
where people have no idea what I do and that has been a blessing. Having friends
who don’t understand what you do is very important during a PhD so you can
talk about something else other than science!

My biggest thank you is to Ned. For being so understanding and supportive of
such a chaotic career choice. Your graciousness with my frequent and sometimes
extended absences due to work has been so appreciated. Although as promised
I won’t go away for 10 weeks again! Your support means the world to me, as do
you...thank youl!

XV



Abbreviations

1D One Dimensional
ANCOVA  Analysis Of Co-Variance
ANOSIM  Analysis Of Similarities
ANOVA Analysis Of Variance

b Power function exponent

BCP Biological Carbon Pump

BCPeff Biological Carbon Pump Efficiency
BSi Biogenic Silica

BSTFA Bis-trimethylsilyl-trifluoroacetamide
C Carbon

chl a Chlorophyll a

CHN Carbon Hydrogen Nitrogen

COs Carbon dioxide

CTD Conductivity Temperature Depth
DCM Dichloromethane

DHA Docosahexaenoic Acid

DIC Dissolved Inorganic Carbon

DO Dissolved Oxygen

DVM Diel Vertical Migration

EPA Eicosapentaenoic acid

ESD Equivalent Spherical Diameter
ETNP Equatorial Tropical North Pacific
ETSP Equatorial Tropical South Pacific
eV Activation energy

Fig. Figure

FlowCAM Flow Camera

FOV Field Of View

FP Faecal Pellet

GCMS Gas Chromatograph Mass Spectrometer
GMT Greenwich Mean Time

Gt Gigatonne

Xvi



HNLC
IRS
JGOFS
k

L

LOD

m—2

MDS
MEDUSA

MIZ
MLD
MSC
MSCgy,
No

NA
MSCp
MUFA
NOAA
NOC
O2
OCIMP
OMZ
PAP
PDA
PEeff
PELAGRA trap
PF

Pg
POC
PON
PP

ppm

High Nutrient Low Chlorophyll

Indented Rotating Sphere

Joint Global Ocean Flux Study
Carbon-specific respiration rate

Litre

Limit Of Detection

per metre squared

Multi-Dimensional Scaling

Model of Ecosystem Dynamics and Utilisation,
Sequestration an Acidification

Marginal Ice Zone

Mixed Layer Depth

Marine Snow Catcher

Export sampling depth

Nitrogen

Not Applicable

Deep sampling depth

Mono-Unsaturated Fatty Acid

National Oceanic and Atmospheric Administration
National Oceanography Centre

Oxygen

Ocean Carbon Model Intercomparison Project
Oxygen Minimum Zone

Porcupine Abyssal Plain

Phytodetrital Aggregate

Particle Export Efficiency

Particle Export using a LAGRAngian trap
Polar Front

Petagram

Particulate Organic Carbon

Particulate Organic Nitrogen

Primary Production

parts per million

xvii



Xviil

PTFE
PUFA
Q1o

R
RLS
SACCF
SAF
SAP
SBDY
SETCOL
SFA
S1Z
SG
SSI
SO

sp
Teff
TEP
234},
23877
USFA

Polytetrafluoroethylene
Poly-Unsaturated Fatty Acid
Temperature Coefficient

Global R result from ANOSIM
Reminerlisation Length Scale
Southern Antarctic Circumpolar Front
Subantartic Front

Stand Alone Pump

Southern Boundary of the SACCF
Settling Column

Saturated Fatty Acid

Seasonal Ice Zone

South Georgia

South Sandwich Islands

Southern Ocean

species

Transfer Efficiency

Transparent Exopolymer Particles
Thorium-234

Uranium-238

Unsaturated Fatty Acid

Sinking rate

per year

Depth

Reminerlisation length scale

ABBREVIATIONS



Chapter 1

Introduction

1.1 GLOBAL CARBON CYCLE AND CLIMATE

The ocean stores 39 000 Gt of carbon (Falkowski et al., 2000), making it the
second largest reservoir of carbon on Earth after the Lithosphere (Fig 1.1). Most
carbon in the oceans is stored as dissolved inorganic carbon (DIC) with a small
amount stored as organic carbon (Kilops & Kilops, 2005). The emission of at least
244 Gt of carbon to the atmosphere since 1800, as a result of burning fossil fuels
and cement production, has altered the fluxes between global carbon reservoirs
(Sabine et al., 2004). In pre-industrial times the carbon cycle appeared to be in
a steady state, where the flux of carbon into the ocean equalled that back into
the atmosphere. However by the 1980s the fluxes were no longer in equilibrium.
About 90 Gt of carbon is exchanged every year between the atmosphere and
oceans, with slightly more entering the oceans than is removed (Kilops & Kilops,
2005), thus the ocean is a net sink of carbon. There is spatial and temporal
heterogeneity throughout the oceans, with different areas acting as net sources
or sinks of COy. For example high latitude areas are often large sinks of COq
(Bopp & Le Quéré, 2009) as CO4 is more soluble in cold, saline waters so sinks
to the colder deep ocean (Falkowski et al., 2000).

Even though only a small amount of organic carbon is stored in the oceans,
biological processes that produce it can have a significant effect on CO9 storage.
Photosynthesis by phytoplankton (microscopic algae) in the euphotic zone (sunlit
surface waters) converts CO2 into particulate organic carbon (POC). About 42 %
of CO, entering the surface ocean is taken up by photosynthesis (Fig. 1.1 (Bopp
& Le Quéré, 2009)) with the remainder lost to the atmosphere or physically mixed
to the deep ocean (the solubility pump). Eventually the surface-produced POC

1
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Figure 1.1: Post-industrial carbon cycle (Bopp & Le Quéré, 2009). Num-
1

bers are fluxes of carbon in Gt yr ~.
sinks out of the upper ocean forming the biological carbon pump. The decrease
in the CO9 partial pressure gradient at the air-sea interface because of the carbon
pumps provides the driving force for the invasion of COy from the atmosphere
into the ocean (Falkowski, 1998). In 2004 Sabine et al. estimated atmospheric
CO2 would be 55 ppm higher if the oceans did not take up any CO,. Kwon
et al. (2009) further emphasised this by showing that the depth at which POC
is converted back to COq (remineralised) directly influences how much COs is in
the atmosphere. However, a model study showed that the solubility pump would
have a greater effect on reducing atmospheric COq levels than the biological
carbon pump (Volk & Hoffert, 1991).

Fig. 1.2 shows how high CO2 emissions have increased the global temper-
ature since 1870, and the projections of further COy emissions and increasing
temperature until 2100. Warming of the oceans is expected to increase heat
storage in the surface ocean; leading to enhanced stratification and reductions
in nutrient fluxes to the upper oceans, which will together increase the size of
the oligotrophic (low nutrient) gyres and decrease the amount of photosynthesis
(Falkowski, 1998). If this scenario holds, the effectiveness of the oceans as a sink
of CO2 may decrease and eventually they may become a net source of COs to
the atmosphere.

This thesis will contribute to our understanding of the organic carbon cycle in

the ocean, as this directly links to climate by influencing the air-sea partial pres-
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Figure 1.2: IPCC COg3 projections. RCP = representative concentration
pathways with RCP8.5 being considered ‘business-as-usual’.

sure gradient of CO2. Being able to construct a solid understanding of oceanic
biological processes is important so we may then predict how further increases

in CO9 levels will change our oceans and atmosphere.

1.2 BIOLOGICAL CARBON PUMP

Prior to the 1970s it was thought that the deep sea (below the permanent
thermocline) was in steady state, with no seasonality, as food settled slowly
and continuously from the surface ocean (Menzies et al., 1973; Lampitt, 1985).
However, seasonal reproductive behaviours were known to occur in deep sea
organisms, conflicting this theory (Rokop, 1974). In 1979 photographs (Fig. 1.3)
of the sea floor (< 4000 m) at temperate latitudes revealed the accumulation of
detrital material during spring (Billett et al., 1983). This showed that POC from
the surface ocean is an energy source for organisms at the sea floor and revealed
the existence of seasonality. This discovery opened a new field of oceanographic
research; the biological carbon pump (BCP).

The BCP is the collective term for the processes by which DIC is fixed during
phytoplankton photosynthesis in the euphotic zone and exported (transferred)
out of the upper ocean to the deep ocean as particulate organic carbon (POC, see
Fig. 1.4). Export processes include the passive sinking of organic particles (All-

dredge & Gotschalk, 1988) and the active flux of particles through zooplankton
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Figure 1.3: Arrival of phytodetritus on the sea floor (Billett et al., 1983).
Phytodetritus can be seen accumulating in the bottom image from the in-
crease in the size of the dark areas compared to the top image.

(heterotrophic eukaryotic plankton) diel (daily) and ontogenetic (seasonal) ver-
tical migration. (Steinberg et al., 2000). Global oceanic net primary production
(the rate at which organisms convert energy to organic compounds) is estimated
to be between 45 and 60 Gt C yr~!, yet only 11 - 16 Gt C yr=! (18 - 45 %) is ex-
ported out of the upper ocean (Falkowski, 1998). Other estimates suggest only 1
- 40 % of surface primary production is exported (Herndl & Reinthaler, 2013) and
of this exported material only a small fraction (ca. 1%) reaches the deep (> 1000
m) ocean (Henson et al., 2011). This biological draw-down of POC sequesters
(isolates) carbon on timescales of hundreds to thousands of years (Henson et al.,

2012).

Such a small proportion of surface produced POC reaches the deep ocean
because most of the exported organic material is processed in the water col-
umn by heterotrophs (organisms whose energy source are organic compounds),
which transform organic carbon back to DIC. This is known as remineralisa-
tion (Wakeham et al., 1980). Processes included in the remineralisation of POC
are respiration, zooplankton consumption and microbial gardening (Mayor et al.,
2014) by zooplankton. Particles are often mechanically broken either biologically
by zooplankton (Lampitt et al., 1990) or abiotically (Alldredge et al., 1990) prior

to remineralisation. If POC is remineralised in the upper water column then
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Figure 1.4: Biological Carbon Pump and methods of estimating particle
flux (www.noc.ac.uk).

CO3 may be physically mixed to the surface and lost to the atmosphere. If POC
is remineralised deeper in the ocean, below the permanent thermocline, COs is
likely to remain in the deep ocean (Buesseler et al., 2007b). There is huge tem-
poral and spatial variability in the magnitude of POC export and subsequent
remineralisation, making it difficult to ascertain a single controlling factor of the
biological carbon pump.

The remineralisation of POC by heterotrophs results in a huge decrease in
POC flux with depth. This was most notably described by Martin et al. (1987)
from 123 POC flux estimates in the North Pacific, resulting in the depth profile
shown in Fig. 1.5. Martin et al. fitted a power function to the data to show the
logarithmic relationship between POC flux and depth, which quickly became the

most popular algorithm to describe POC flux attenuation (equation 1.1):
F(z) = Fioo * (2/2100) ™" (1.1)

where F(z) is the POC flux (mg C m~2 d~!) at depth z and b (dimensionless) is
an exponent which represents the attenuation of POC with depth. The average
b as depicted by Martin et al. was 0.86 and this value has been used widely in
biogeochemical models, such as the ocean carbon model inter-comparison project

(OCIMP) II runs (Doney et al., 2004). However, it must be noted that earlier
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Depth (m)

Figure 1.5: The ‘Martin curve’ (Martin et al., 1987) showing the attenua-
tion (decrease) of POC flux with depth. The fitted line is the power function
(Equation 2.12) with an average b of 0.86.

algorithms exist such as that of Suess (1980) where POC flux is a function of
primary production and depth.

More recent studies have shown b varies greatly globally (0.2 - 1.3) e.g. Van
Mooy et al. (2002), Buesseler et al. (2007b) and Henson et al. (2012). Using
one determined b value from the Pacific Ocean is not applicable globally and
it is also likely to vary seasonally. Further concerns have been raised over the
effect of sampling depth on determining b; at 0 m the curve approaches infinity
emphasising that b is very sensitive to sampling depth, particularly at shallow

depths (Buesseler & Boyd, 2009).

To exclude this bias Boyd & Trull (2007) suggested a different relationship
between POC flux and depth using first order kinetics, i.e., rates are proportional
to the amount of material present, where either degradation rates decrease (e.g.
microbial respiration) with depth or particle sinking rates increase with depth.
However, both degradation and sinking rates simultaneously effect the attenua-

tion of POC. This resulted in the following exponential equation (equation 1.2):
F(z) = F(z) % e*=20/2) (1.2)

Where z* (m) is the ‘decay length’ or ‘remineralisation length scale (RLS)’; the
depth at which the flux has decreased by at least 63 % (1/e) of the exported flux.
Boyd & Trull (2007) concluded in their review that there is a need for more

particle studies in the upper ocean where POC attenuation is strongest and

where particle fluxes can be measured as a function of their sinking speed. This
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thesis does exactly that: improve our knowledge of upper ocean processes on
fast and slow sinking particles separately. What controls or regulates biological
carbon pump processes such as POC export and mesopelagic zone (100 - 1000
m) remineralisation is still unknown. Moreover, we have not yet determined if
these controls are derived primarily from particle properties imprinted from the
surface ocean or particle transformations deeper in the ocean (Boyd & Trull,
2007). Furthering our understanding of these factors will be an important aim

of this thesis.

1.3 PARTICLE TYPE

The type of exported particles can affect the sinking rates and degradation
rate of POC, hence the importance of determining the particle type. There are
many different types of organic particles in the oceans, including marine snow,
zooplankton faecal pellets and whole organisms or cells (Fowler & Knauer, 1986;
Aksnes & Wassmann, 1993). In this thesis, I will focus mostly on marine snow
and crustaceous zooplankton faecal pellets as these usually dominate particle

flux.

1.3.1 PHYTODETRITAL AGGREGATES
Marine snow is defined as aggregates of detrital phytoplankton between 0.5

mm and 20 mm in diameter (Alldredge & Gotschalk, 1988). The term is thought
to originate from Rachel Carson’s award-winning book ‘The Sea Around Us’
(Carson, 1951), where she poetically describes ‘The long snowfall...flake upon
flake, layer upon layer’ in the oceans. Marine snow occurs throughout the water
column; at the surface the concentration of particles (> 3 mm) is 1 - 10 L~ and
in deeper waters only 0.0001 - 2 L~! (Lampitt et al., 1993). As well as consisting
of phytoplankton, detrital marine snow can also contain the gelatinous feeding
structures of appendicularians, planktonic foraminifera and pteropods and can
be formed from the physical coagulation of smaller particles or via the addition
of particles collected as they sink (McCave, 1975; De La Rocha & Passow, 2007).

If certain physical conditions occur then large (metres long) aggregates (mu-
cilages) form (see Fig. 1.6). This is a recurrent phenomenon in the upper water
column of the Adriatic Sea where mucilages occur principally from chrysophytes
and brown algae (Giani et al., 2005). Mucilages reach almost neutral buoyancy

at the pycnocline (density gradient) where their residence time increases, thus
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Figure 1.6: Macro-aggregates in the northern Adriatic Sea: a) 0.5 mm - 1
cm aggregates, b) 1 - 5 cm aggregates c¢) 2 - 25 cm elongated aggregates, d)
10 - 20 cm ribbon aggregates, e) web-like aggregates (Precali et al., 2005).

they can grow into huge mucilages (Precali et al., 2005). The composition of ma-
rine snow continuously changes as particles dis/aggregate and are remineralised
(Abramson et al., 2010).

Marine snow provide areas of enriched organic carbon and nutrients (All-
dredge & Youngbluth, 1985) to microbial communities. This results in chemical
microhabitats, where remineralisation can occur at highly elevated levels com-
pared to the rates in surrounding waters (Alldredge, 1998). Therefore, high
densities of metabolically active bacteria inhabit marine snow with more sparse
free living populations in the surrounding water (Alldredge & Youngbluth, 1985).
Carbon-specific respiration rates of particles by microbes range from 0.01-0.5 d—*
(Ploug & Grossart, 2000; Ploug et al., 2008; Iversen & Ploug, 2013; Mcdonnell
et al., 2015; Belcher et al., 2016). Zooplankton also inhabit marine snow for short
periods of time whilst they graze. They can occur in abundance and some use
chemical trails to detect particles (Lombard et al., 2013).

The term marine snow defines detrital material that has aggregated together,
mostly originating from photosynthesis. However, it is specifically for particles
of a particular size (> 0.5 mm) and so in this thesis I will refer to phytodetrital

aggregates (PDAs), which encompasses no size limits on particles.

1.3.2 FAECAL PELLETS

Faecal pellets (FPs, here mostly assumed to be from crustaceous zooplank-

ton) are discrete dense packages sometimes enclosed in a peritrophic membrane
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Figure 1.7: Zooplankton faecal pellets from sediment traps, scale bar = 0.5
mm: A) Heteropod, B) large copepod or euphausiid, C) small copepod, D)
larvacean, I) broken pellet (Wilson et al., 2008).

(Lampitt et al., 1990). They are likely to contain a higher proportion of refractory
material than phytodetrital aggregates, as some of the labile portion of POC will
have been removed by the animal in the gut (Wilson et al., 2008), particularly
if coprophagy occurs; the ingestion of zooplankton faecal pellets by zooplankton
(Frankenberg & Smith, 1967).

Faecal pellets do not disaggregate as easily as PDAs (Ploug et al., 2008) and
hence can form a large part (up to 90 %) of the vertical POC flux (Huskin et al.,
2004; Steinberg et al., 2008; Abramson et al., 2010; Wilson et al., 2013; Hansen &
Visser, 2016). Intact FPs have been found in the deep (200 - 900 m) ocean across
the globe (Iseki, 1981; Abramson et al., 2010). As well as their robustness they
have low porosity (few holes) compared with marine snow (> 0.43 and > 0.96
respectively) and can have high (750 m d~!) sinking rates (Ploug et al., 2008).
Zooplankton can release FPs into deep waters through diel vertical migration
(DVM). This is where zooplankton migrate to the surface to feed at night and at
dawn migrate into the mesopelagic zone, avoiding visual predators (Worthington,
1931). If they defecate at their daytime depth then these faecal pellets will have
a greater chance of reaching the sea floor, as they will escape remineralisation
where it is most intense in the upper mesopelagic zone (Martin et al., 1987).

Different types of invertebrates produce different types of faecal pellets (Fig.
1.7): Euphausiids (e.g. krill) produce long (> 1 mm) cylindrical pellets; salps
produce large (> 1 mm) tabular, fragile pellets; larvaceans ellipsoid pellets and
copepod pellets vary greatly (Wilson et al., 2008). The contribution of faecal
pellets to POC flux varies greatly: in the Mediterranean faecal pellets comprised
18 - 87 % of POC flux (Abramson et al., 2010); in the Northwest Pacific they
only contributed to 3 - 48 % of the POC flux (Wilson et al., 2013) and in the
Panama basin they were only a minor component of flux (Asper, 1987). This

high variability coupled with DVM makes quantifying the effect of zooplankton
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on POC flux and parameterising it in models difficult. Throughout this thesis
faecal pellets (FPs) will be defined as the pellets of crustaceous zooplankton

unless stated otherwise.

1.4 CONTROLS OVER SINKING PARTICLE FLUXES

One of the main aims of this thesis is to explore what controls the magnitude
of particle export out of the upper ocean and its subsequent remineralisation at
depth. These two processes indirectly influence atmospheric COq levels (Kwon
et al., 2009). Parameters commonly calculated in analyses are particle export
efficiency (PEeff) and transfer efficiency (Teff). PEeff is the ratio of the export
flux at the base of the mixed layer to the primary production within the mixed

layer, and Teff is the ratio of a deep flux to export flux (Henson et al., 2012).

1.4.1 CONTROLS ON EXPORT FLUXES

Export flux is the flux exported from the mixed layer (20-100 m deep). High-
est export generally occurs after a peak in primary production (Laws et al., 2000).
It is important to measure and estimate how much POC is exported from the
mixed layer as this determines the maximum amount that could reach the deep
sea and sediments or be remineralised and mixed back to the surface ocean.

The export flux is formed of organic carbon that has been produced during
primary production in the mixed layer. Therefore, factors that affect primary
production, such as light, temperature and nutrients, are likely to affect the
export flux. The dominant phytoplankton type could also be important, as
shown by the ballast hypothesis (Armstrong et al., 2002; Henson et al., 2012) (see
section 1.4.2). Additionally grazing by zooplankton influences the magnitude of
export, but this is not just an upper-ocean process and can occur throughout the

mesopelagic zone.

TEMPERATURE

The seminal paper by Laws et al. (2000) suggested that there is an inverse
relationship between PEeff and temperature, such that warming the surface
waters of the ocean will decrease PEeff. This is because warming would restrict
vertical circulation and reduce allochthonous nutrient inputs in most areas of the
oceans (Laws et al., 2000). This relationship has also been shown using other

models (Dunne et al., 2005; Lima et al., 2013). However, this has also been
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Figure 1.8: PEeff vs. primary production from Maiti et al. (2013) (dashed
line) with the output of Laws et al. (2000) included (dotted line).

refuted as Maiti et al. (2013) found the relationship broke down at temperatures

below 6 °C in the Southern Ocean.

PRIMARY PRODUCTION AND PHYTOPLANKTON COMMUNITY STRUCTURE

As with temperature, net primary production (NPP) and/or the dominant
phytoplankton group are used to estimate export flux. NPP can be measured
in situ, derived from satellite-measured surface chlorophyll-a concentrations or
estimated using biogeochemical or food web models.

Micronutrients, such as iron, are known to limit primary production in the
oceans (Martin, 1990; Sedwick & DiTullio, 1997). Iron fertilisation experiments
have shown how increasing primary production can increase the export of par-
ticles. For example, Lam & Bishop (2007) showed (through in situ experiments
in the Southern Ocean) that where there was already high export, export could
be enhanced further by iron fertilisation. Whereas where export was low, iron
fertilisation did not stimulate an increase in export. Thus a high phytoplankton
biomass does not necessarily result in high export.

Laws et al. (2000) suggested a global positive relationship between primary
production and PEeff, such that the higher the phytoplankton biomass, the more
efficiently particles are exported from the mixed layer. Devol & Hartnett (2001)
also hypothesised that a lower flux, measured by sedimentation rates off the
Pacific coast of Mexico, was due to lower primary production rates. This rela-
tionship was challenged by Maiti et al. (2013) & Le Moigne et al. (2016) who used
in situ data from the Southern Ocean to show that in this region there was ac-

tually an inverse relationship between primary production and PEeff (Fig. 1.8).
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These studies highlight that there isn’t a singular relationship between primary
production and PEeff across the globe, even though global models often use
a single simple relationship (Henson et al., 2012). This thesis will determine if
PEeff is positively or inversely related to primary production and what influences
the relationship.

The dominant phytoplankton group is often used to estimate the magnitude
of export flux; e.g. where there is a relatively high diatom abundance, PEeff is
high (Lam et al., 2011; Henson et al., 2012; Laufkotter et al., 2013; Lima et al.,
2013). This is associated with the mineral ballast hypothesis (see section 1.4.2);
where biogenic minerals produced by certain phytoplankton groups, such as di-
atoms (siliceous) and coccolithophores (calciferous), are incorporated in sinking
particles influencing flux through the mesoeplagic zone (Frangois et al., 2002).

High export at high latitudes is thought to be affected by the incomplete util-
isation of mixed layer NOg, resulting in a high diatom abundance and therefore
high PEeff (Henson et al., 2012), due to their large cell size. Analysis from a bio-
geochemical model agreed with this and showed the fraction of diatoms strongly
correlated (r? = 0.8, p = 0.1) to PEeff in most global areas apart from the North
Pacific and Antarctic Circumpolar Current (Laufkétter et al., 2013). This fur-
ther emphasises the findings of Maiti et al. (2013) that the Southern Ocean does
not conform to the same single relationship when comparing primary production
and export like the rest of the globe. Additionally, care must be taken when
using mineral ballasting to infer the mixed layer ecosystem structure, as it does
not necessarily reflect this (Lima et al., 2013). For example if a particle flux in
the mesopelagic zone has a high calcite content this does not necessarily mean
that calcite-producing phytoplankton dominated the epipelagic phytoplankton

community structure.

1.4.2 CONTROLS ON MESOPELAGIC REMINERALISATION

Sinking rates and degradation (turnover) rates of particles affect remineral-
isation. The remineralisation length scale (z*) in metres can be calculated by
dividing sinking rate (m d=') by degradation rate (d~!). Hence understanding

what regulates these two processes is important.

SINKING RATES
The rate at which an exported organic particle sinks influences its residence

time in the upper ocean and subsequently how long it may be subjected to
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Figure 1.9: Schematic of MEDUSA model (Yool et al., 2011). Note the
separation of detrital fluxes into slow and fast sinking detritus.

degradation by heterotrophs (Goutx et al., 2007; Kindler et al., 2010). If a
particle sinks slowly it has a long residence time in the upper ocean, thus a large
proportion may be remineralised, allowing more DIC to be mixed back to the
surface and re-exchanged with the atmosphere (Kwon et al., 2009; Riley et al.,
2012). Being able to measure particle sinking rates in situ is key so these rates
can be accurately modelled.

As a particle sinks through the water its sinking rate decreases due to de-
creases in temperature and increases in density with depth. Using sediment trap
material Bach et al. (2012) showed that an increase of 9 °C in water temperature
increased the sinking rate of particles by 40 %. Remineralisation of particles
by zooplankton and bacteria will also effect their sinking rate as it reduces the
amount of labile organic carbon and changes the shape, density, porosity and size
of a particle. This will be discussed further in the following two sections.

Often in marine ecosystem models, sinking particles are separated into two
pools: fast sinking and slow sinking (Slagstad et al., 1999; Lampitt et al., 2001;
Yool et al., 2011), as shown from the MEDUSA model in Fig. 1.9. The parametrized
sinking rate of fast sinking particles ranges from 50 m d~! (Fasham & Evans,
1995) to being too fast to be resolved by one time step of the model (Yool et al.,
2011) and for slow sinking particles from 2 - 6 m d~! (Fasham & Evans, 1995;
Yool et al., 2013). However, estimating the magnitude and composition of the
two pools separately in situ is a challenge and accurately measuring sinking rates,

especially of slow sinking particles, an even greater one.
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Early methods to determine particle sinking rates include collection of parti-
cles using SCUBA in situ and sinking in a lab and using time-lapsed cameras on
the sea floor to calculate the time between production in the surface and arrival
on the seafloor (Billett et al., 1983; Asper, 1987). The latter method produced
sinking rate estimates of 1 - 150 m d~!'. Another method was to measure the
time it took for an aggregate to sink to a spot of neutrally buoyant fluorescent
dye placed 3 cm below it, which generated a mean sinking rate of 117 m d=* (All-
dredge, 1998). Calculating the sinking rate of slow sinking particles is somewhat
harder as they are often much smaller than fast sinking particles and therefore
not visible to the naked eye.

This problem can be overcome by using the SETCOL method developed by
Bienfang (1981); originally to measure the sinking rate of phytoplankton cells it
can be applied to any measured substance (POC, chlorophyll-a e.t.c). It uses
a settling column and compares the change in mass of a substance between the

start and end of the settling time;

(Vs*bs—vs*bo)
(Vi x b)

w (md) = . (1.3)

where Vj is the volume of the base of the settling column (bg), V¢ is the total
volume of sample in the column, bg is the total biomass initially within the
column (taken at t = 0), b is the total POC concentration of the base settled
at the end of the settling time (¢) and [ is the length of the column (m). Initial
experiments yielded a mean sinking rate of 1.75 m d~! using phytoplankton cells,
much slower than fast sinking particles.

What determines particle sinking rate is still unknown. Some laboratory
experiments show a positive linear relationship between the size and sinking
rate of particles (Iversen & Ploug, 2013); however this relationship has rarely
been observed in the field. One study used gel traps off the Western Antarctic
Peninsular and observed sinking rates of 10 - 150 m d~!, with small (< 100
pm diameter) and large (> 1000 pm diameter) particles sinking fastest (> 50 m
d=1) (McDonnell & Buesseler, 2010). Riley et al. (2012) assumed sinking rates
of 9 m d~! for slow sinking particles using marine snow catchers (see section
1.13). Both Riley et al. (2012) and Alonso-Gonzalez et al. (2010) observed that
the slow sinking POC flux dominated the total flux by 63 % and up to 75 %

respectively. This highlights the importance of slow sinking particles in POC
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export and transfer through the upper mesopelagic zone (< 500 m).

Two standard methods for measuring POC flux in situ are sediment traps
(Honjo, 1982; Buesseler et al., 2008; Marsay et al., 2015) or the Thorium-234
method (Buesseler et al., 1992; Thomalla et al., 2008; Le Moigne et al., 2013b).
Most sediment traps collect bulk particles which are not separated by sinking rate
or size, making it impossible to quantify the proportion of fast or slow sinking
particles to the total flux. Additionally, sediment traps are often deployed in the
deep ocean, at depths of a few kilometres deep, meaning slow sinking particles
are unlikely to reach these depths (Riley et al., 2012). The Thorium-234 method
involves collection of particles via stand alone in situ pumps (SAPs) which have
two different size filters, 1 - 53 pum and > 53 pm (Le Moigne et al., 2013c¢).
Here the particles are separated into large and small fractions, but this does not
necessarily reflect their sinking rate. See section 1.6 for more in-depth details on
particle collection techniques.

It is widely believed that sinking rate, and so the percentage composition of
the different sinking pools, affects how much particulate matter is remineralised
and at what depth this occurs. However what has been observed in the ocean is
not always translated into models, and the variability (spatially and temporally)
is large. This thesis will focus on two sinking pools, the fast and slow, and develop

methods to try to accurately measure the sinking rate of particles.

BALLAST HYPOTHESIS

The ballast hypothesis suggests that minerals, such as calcite and opal, pro-
duced by plankton are incorporated into sinking particles, increasing the flux of
POC through the mesopelagic. Either the minerals form a protective matrix and
make remineralisation of POC more difficult or they increase the density, thus
sinking rate, of the particle (Armstrong et al., 2002; Frangois et al., 2002; Klaas
& Archer, 2002). Up to 20 % of the organic carbon produced in euphotic zone
can be by mineralizing phytoplankton (Poulton et al., 2006), so it is highly likely
some of this is exported. However, mineral ballasting is thought to have a greater
affect on Teff than on PEeff (Lam et al., 2011; Yool et al., 2011; Lima et al.,
2013).

Armstrong et al. (2002) showed that POC flux must include both POC that is

quantitatively associated with ballast minerals and that which is free (or excess),
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Figure 1.10: Scatter plots of CaCOgs, opal and lithogenic fluxes against
POC flux from sediment traps at 1000 m (Klaas & Archer, 2002).

thus subject to remineralisation. POC export occurs even with negligible ballast
fluxes (Le Moigne et al., 2012) therefore ballast minerals are considered less
important in the upper ocean than the deep (> 1800 m) (Armstrong et al., 2002;
Thomalla et al., 2008; Le Moigne et al., 2014).

Calcite is thought to be the dominant ballast mineral (Lam et al., 2011; Hen-
son et al., 2012), with 83 % of global POC fluxes being associated with it, as it is
denser than opal and more abundant in the oceans than lithogenic sources (Klaas
& Archer, 2002) (Fig. 1.10). This conflicts with the long standing hypothesis that
diatoms are the most important phytoplankton group controlling the magnitude
of POC flux at > 2000 m (Boyd & Newton, 1999). Francois et al. (2002) showed
a positive linear regression (r> = 0.65) between carbonate flux and the trans-
fer efficiency of POC measured from traps and satellite estimates at 68 stations
across the globe. They also calculated the carrying coefficients and used them
to estimate transfer efficiency (Teff) from ballast minerals and non-associated
POC alone. There was a strong positive linear regression between measured and
estimated Teff with a r? of 0.85. After removing opal and lithogenics from the
linear regression, the r? value only decreased to 0.84 (Francois et al., 2002). This
further emphasises the importance of calcite as a ballasting mineral compared to

opal and lithogenics.

Another effect of minerals on particles other than ballasting is they can affect
how zooplankton interact with POC. For example, when calcite was added to
aggregates in a laboratory the rates of excretion of ammonia and phosphate
by zooplankton (marine Rotifers) decreased, suggesting minerals may inhibit
the destruction of POC by zooplankton (Le Moigne et al., 2013a). However,

microbial carbon-specific respiration rates of copepod FPs and aggregates were
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similar with and without ballast minerals, hence the presence of minerals did not
effect bacterial remineralisation of particles (Ploug et al., 2008).

Finally the ballast hypothesis has led to the following geographical premise;
in high latitude, cold, opal-dominated areas, export is high but the transfer of
this export flux to depth is low; whereas in low latitude, warm, calcite-dominated
areas, export is low but there is a high transfer to depth of the exported ma-
terial (Francois et al., 2002; Henson et al., 2012). If the predicted shift from
diatoms to small species occurs with climate change, then the ratio of ballast-
associated and free POC may change, altering PEeff and Teff and potentially
ocean atmospheric partitioning of CO9 (Le Moigne et al., 2012).

REMINERALISATION BY HETEROTROPHS

Cai et al. (2015) showed that the concentration of euphotic zone POC is not
enough to control export alone; other factors such as aggregation, zooplankton
repackaging and grazing and bacterial degradation must be important. Zoo-
plankton and bacteria utilise sinking POC to support their metabolic demand
(Steinberg et al., 2008; Giering et al., 2014).

Bacteria inhabit sinking detrital particles in much higher densities than free-
living populations (Alldredge & Youngbluth, 1985). Lampitt et al. (1993) found
that aggregates contained 1.4 - 4.3 x 10° bacteria per mm? in the upper 300
m of the Northeast Atlantic, at least one order of magnitude lower than free-
living bacteria abundance (Li, 1998). Bacteria are able to hydrolyse the organic
carbon by producing exoenzymes, with evidence that this is coordinated through
quorum sensing (Gram et al., 2002). Quorum sensing is the regulation of gene
expression (such as for biofilm and antibody production) in response to cell-
population density (Miller & Bassler, 2001). A modelling study showed this
mechanism is useful as there is an abundance threshold of bacteria on aggregates
at which producing exoenzymes is energetically beneficial for the whole group
(Mislan et al., 2014). It is estimated that 30 % of exported POC is remineralised
by bacteria, which is a continuous processes (Buesseler & Boyd, 2009). However
bacteria alone cannot explain the observed decrease in POC flux with depth.

Zooplankton have a slightly more complicated relationship with POC flux.
They remineralise sinking POC through respiration, however they can also in-

crease flux at depth through vertical migration and the egestion of FPs at depth.
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Figure 1.11: Median temperature (0 - 500 m) versus z* The inverted
triangles are North Atlantic values and circles are North Pacific values. Error
bars represent the standard error of z* (Marsay et al., 2015).

Zooplankton that actively migrate support up to 80 % of their metabolic carbon
demand from surface production (Steinberg et al., 2008) by transferring organic
carbon from the surface to the mesopelagic zone. 40 % of organic carbon from
an ingested particle is egested as a faecal pellet and the remainder lost through
respiration and sloppy feeding (Buesseler & Boyd, 2009). However, zooplankton
also consume sinking detritus and copepods have been shown to ingest faecal
pellets even with other food sources available (Iversen & Poulsen, 2007). This
is an important food source as no photoautotrophic production occurs in the

mesopelagic zone (Steinberg, 1995).

Finally, physical variables such as sea temperature and oxygen concentrations
affect the distribution and metabolism of both bacteria and zooplankton. For in-
stance a recent study by Marsay et al. (2015) showed from in situ measurements
that zx (the remineralisation length scale, section 1.2) is negatively correlated
with temperature. So where temperature is low, remineralisation occurs deeper
and a higher proportion of particle flux reaches the deep ocean. This is hypoth-

esised because remineralisation is slowed in colder waters (Marsay et al., 2015).

In the MEDUSA model (see section 1.4.2) slow sinking particles are rem-
ineralised as a function of temperature, such that as temperature increases so
does the remineralisation rate (Yool et al., 2011). However fast sinking particles
are remineralised as a function of ballasting. Lima et al. (2013) showed using
a coupled physical-biogeochemical model that z« is dependant on temperature,

however at very low O2 concentrations denitrification and lithogenic inputs be-
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come important. This increases z+ in oxygen minimum zones (OMZs) (Lima
et al., 2013). This concurs with the study by Devol & Hartnett (2001), which
compared an oxic and a sub-oxic site in the eastern Pacific and found decreased
attenuation of POC flux in low O3 regions, emphasising that low dissolved Oq
concentrations decrease remineralisation rates, thus more organic carbon reaches

the seafloor.

1.5 ZOOPLANKTON DYNAMICS

As discussed zooplankton are an important component in the biological car-
bon pump. They interact with particles throughout the water column; from
grazing down phytoplankton at the surface to consuming particles and respiring
dissolved inorganic carbon in the mesopelagic zone.

Zooplankton vary greatly in size and lifestyle. Some zooplankton are holo-
planktonic meaning they spend their entire life cycle in the plankton whereas
some are meroplanktonic eventually becoming sessile. Zooplankton are het-
erotrophic organisms with many feeding on phytoplankton in the upper sunlit
water column. They can feed in many different ways; for instance some crusta-
ceous zooplankton such as copepods are ambush feeders that actively find their
prey whereas others such as appendicularians filter feed via a gelatinous web
(Kigrboe, 2011).

Productivity cycles differ globally; micrograzers (2 - 200 um length) and bac-
terioplankton constitute a greater portion of the mesozooplankton (0.2 - 20 mm
length) food in the tropics than in polar and temperature regions (Fernandez-
Alamo & Firber-Lorda, 2006). This is because in tropical regions such as the
Eastern Pacific the phytoplankton community are dominated by picophytoplank-
ton (Olson & Daly, 2013) and temperate/polar regions by larger phytoplankton
such as diatoms. As micrograzers feed on small particles, which are not effi-
ciently utilized by mesozooplankton they make the production of nanno- and
picoplankton accessible to higher order consumers (Landry & Hassett, 1982). In
the Southern Ocean larger (> 0.5 mm) zooplankton such as Calanoid copepods,
krill and salps dominate the zooplankton community (Pakhomov & McQuaid,
1996).

A fraction of the carbon ingested by zooplankton will be egested as a faecal
pellet (see section 1.3.2). These contribute to the export flux of particles out of

the upper ocean and into the mesopelagic zone. In areas where zooplankton graz-
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ing is high, increased fragmentation shallows the remineralisation depth and leads
to faecal pellet-dominated, low POC fluxes (Ebersbach et al., 2011). Often there
is a temporal lag between peak primary production and export due to plankton
speciation and zooplankton grazing, particularly in areas where seasonality exists
such as the subtropical Pacific (Benitez-Nelson et al., 2001).

Some zooplankton live deeper in the mesopleagic zone (> 200 m) either always
residing here or migrating to surface waters on daily or seasonal timescales. The
benefit of diel (daily) vertical migration (DVM) is to avoid visual predators whilst
feeding (Gliwicz, 1986). As zooplankton consume phytoplankton and particles
in the upper ocean at night they will egest faecal pellets, contributing to the
flux. If they also egest FPs as they migrate back to deeper waters at dawn
then these particles will escape the most intense areas of remineralisation in
the upper few 100 m. Further zooplankton will continue to respire and excrete
during the day releasing dissolved inorganic and organic carbon (obtained from
the surface) into the mid-mesopelagic waters (Steinberg et al., 2000). This is
known as active flux. A nutrient-phytoplankton-zooplankton model estimated 27
% of export flux is a result of active transfer by zooplankton (Hansen & Visser,
2016). Seasonal migration also occurs because it is beneficial to some species
of copepods to migrate below the permanent thermocline during winter months
when food availability in the surface waters is low. To survive this the copepods
produce large lipid stores during the spring and summer months and during
winter slowly respire these, also releasing DIC into the deep ocean (Jonasdottir
et al., 2015). This ‘lipid pump’ can release a similar amount of carbon (1-4 mg
C m~2d1) to the sinking flux (2 - 8 mg C m~2 d~!) to depths of 600 - 1400 m
in the North Atlantic (Jonasdottir et al., 2015).

1.6 METHODS TO ESTIMATE POC FLUX

1.6.1 SEDIMENT TRAPS

Sediment traps are likely the most commonly used equipment globally to col-
lect and measure particle flux. Their use has been documented in aquatic science
since the 1960s (Davis, 1968). Sediment traps are often either conical or cylindri-
cal in shape and deployed on moorings at depths > 1000 m, surface-tethered or
free-drifting. During the last few decades sediment traps have undergone various

modifications to eliminate some of the biases associated with them, such as the
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Figure 1.12: PELAGRA sediment trap (Lampitt et al., 2008).

presence of swimmers, hydrodynamic biases and the solubilisation of particles
(Buesseler et al., 2007a).

The term ‘swimmers’ refers to zooplankton that can actively enter sediment
traps and feed on the particles collected and /or produce faecal pellets (Buesseler
et al., 2007a). Therefore zooplankton can increase or decrease flux, although
this is often more of a problem in shallower traps (< 1000 m) where zooplankton
populations are larger. Zooplankton can be attracted to traps from the shear of
the water or from oscillating mooring ropes that act as a feeding cue (Lampitt
et al., 2008).

One trap that is designed to eliminate the problem of swimmers is the in-
dented rotating sphere trap (IRS). The particles are removed from contact with
zooplankton by a rotating sphere, which can be programmed to collect particles
based on sinking velocities (Peterson et al., 2005). Once the sphere has rotated
the sample carousel beneath rotates through 11 sample chambers over 24 hours
at appropriate time intervals. This results in minimal settling rates for each
sample tube between 0.68 and 980 m d=! (Peterson et al., 2005).

Another modification of a trap to avoid swimmers is the invention of neutrally
buoyant sediment traps (NBSTs), such as PELAGRA (Particle Export measure-
ment using a LAGRAngian trap (Lampitt et al., 2008), Fig. 1.12). PELAGRA

traps are neutrally buoyant with a compressibility close to seawater, so the trap



22 CHAPTER 1. INTRODUCTION

follows the motion of water. This reduces the number of zooplankton entering
the trap as it has reduced shear and also reduces the hydrodynamic bias of par-
ticles entering. This allows PELAGRA to be deployed in shallower (< 1000 m)
waters than traditional moored traps. PELAGRA deployments at the Porcupine
Abyssal Plain site produced similar estimates of POC flux to those estimated by
measuring new production (Lampitt et al., 2008) and using marine snow catchers

(section 1.6.3, (Riley et al., 2012)).

1.6.2 RADIONUCLIDE

An alternative method to measure particle flux is using the radioactive dise-
quilibrium between a naturally recurring particle-reactive daughter and its par-
ent, such as 2*4Th and 238U (Thomalla et al., 2006). Using radionuclides reduces
the complex biological system to simple terms providing a measure of seasonal
or daily average rates of carbon export (Buesseler et al., 1992). One drawback is
that you cannot use this method on the same time scale as sediment traps, e.g.
for a year, as the particles are mostly collected via in situ Stand Alone Pumps
(SAPs) on ship time. The pumps are deployed along a wire, often at multiple
depths, and left in the water to pump water (1500 - 2000 L) over a few hours
through > 53 pum and < 53 pm polycarbonate filters (Le Moigne et al., 2012).
An advantage of using 2**Th is its short half life (24.1 days) so particle fluxes
can be estimated on timescales of days to weeks (Buesseler et al., 1992).

To calculate POC flux vertical profiles of 23*Th activity are converted to
estimates of downward 23*Th flux using a 1D steady state model and then con-
verted to POC flux using measured POC/Th ratio (Le Moigne et al., 2012). The
POC/Th ratio is a crucial part of the method in calculating POC flux but is
highly variable depending on the site, season, year or sampling method (Thoma-
lla et al., 2006). The 23*Th method is used frequently to look at the effect of
ballasting minerals on POC flux (Thomalla et al., 2008; Sanders et al., 2010; Le
Moigne et al., 2013¢, 2014), however if using SAPS it does not separate particles

by sinking rate.

1.6.3 MARINE SNOW CATCHER

This thesis presents only flux measurements made by Marine Snow Catchers
(MSCs). These are large water bottles (95 or 300 L) with two detachable sections
used to collect sinking particles from the water column (Lampitt et al., 1993).

They are deployed to depth one at a time with water passing through the bottle
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on its descent. A messenger is fired which closes the bottle and it is left on deck
upright for two hours allowing particles time to sink. It was designed by Richard
Lampitt at the National Oceanography Centre, Southampton (NOC) and first
used as part of the UK JGOFS programme in the Northeast Atlantic to estimate

how much POC flux was actively transported (Lampitt et al., 1993).

The basic principle of the MSC is to use it as a settling column; after a
certain amount of time stood still, particles will settle out along different heights
of the MSC depending on their sinking rates. Fast sinking particles are collected
from the bottom of the base of the MSC, slow sinking particles from the base of
the MSC and suspended particles are assumed to be spread out homogeneously
throughout the MSC (Fig. 1.13, (Riley et al., 2012)). Being able to separate
particles by sinking speed is unique as most methods of estimating flux (e.g.
sediment traps, SAPs) do not allow this kind of separation. Additionally, onboard
experiments can be done on the particles collected, such as for sinking rates or
particle respiration incubations. The importance of slow sinking and suspended
particles in the biological carbon pump is largely ignored due to the reliance on
sediment traps, even though metabolic activity in the interior ocean is closely

linked to the suspended pool (Herndl & Reinthaler, 2013).

The MSCs were not used for a while after Lampitt et al. (1993) until Bec-
quevort & Smith (2001) used them in the Ross Sea in the Southern Ocean to
look at bacterial processes in the cycling of organic material. Becquevort &
Smith (2001) used the previously described SETCOL (Bienfang, 1981) method
(equation 1.3) to calculate sinking rates of the slow sinking particles, resulting
in rates of 0 - 1 m d=!. More recently Riley et al. (2012) used MSCs in the
Northeast Atlantic at the Porcupine Abyssal Plain (PAP) site. They estimated
slow sinking particle sinking rates of 9 m d~! based on the height of the MSC and
a homogeneous distribution of particles prior to settling. Fast sinking particle
sinking rates were calculated by dropping particles collected from the MSC into
a measuring cylinder filled with seawater and recording the time to sink between
two discrete points. This gave average sinking rates of 200 m d='. POC fluxes
were estimated to be 146 mg C m~2 d~!, which was close to estimates from a
PELAGRA trap deployed in parallel of 84 mg C m~2 d=! (Riley et al., 2012),

emphasising the MSC can be a useful tool in estimating POC flux in the oceans.
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Figure 1.13: Schematic of a Marine Snow Catcher (Riley et al., 2012).
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APPLICABILITY OF THE MARINE SNOW CATCHER

The main purpose of this thesis is to investigate processes within the biological
carbon pump separately for slow and fast sinking particles. This distinction in
sinking rate is often made in models but not with in situ measurements. Using
marine snow catchers (MSCs) allows measurements of fast (> 20 m d~!) and

slow sinking (< 20 m d=!) POC to be made separately, a unique tool.

As with all methods there are benefits and limitations. One of the main
concerns is what happens inside the MSC during the 2 hour settling period.
For instance zooplankton might consume and fragment particles as they come
into contact with them, thus the particles are not in the same form as when
collected. Some sediment traps fix particles as they settle into the base so they
cannot be transformed, either using gels or chemicals which would be harmful to
zooplankton. Adding gels or fixing agents would be difficult in the MSC due to its
design and this has not yet been trialled. It is possible that zooplankton can avoid
entering the MSC and they were only found to contribute to < 4 % of particle
composition in the MSC. Therefore in this thesis it is assumed that during the
settling time of the MSCs any change in particle composition abiotically or by
zooplankton is not large enough to significantly alter particle sinking rates or

flux.

Another issue is that deploying the MSC can be temperamental. It is closed
by a manual messenger-release system which sometimes does not shut the MSC
correctly and another deployment has to be made. Also the MSC can leak if the
o-rings become dislodged during deployment, entailing an additional deployment.
These problems are generally easily addressed onboard. What is more difficult to
fix is if the MSC closes before the release is triggered, at a shallower depth than
desired. This could be caused by too much movement or swinging on the wire
when deploying or if the MSC is jolted vertically in the water by surface waves.
Early closure can be noticed either on deck or after the MSC had been recovered
and settled, by the very fast clogging of filters by biological particles. The best
way to determine if the MSCs have collected water from the desired depth is by

checking the temperature and salinity of the water with a TS probe.
A huge benefit of the MSCs is that individual particles can be collected and
a whole suite of ship-board (or laboratory if frozen) experiments can be done

such as: measuring sinking rates, microbial respiration, carbon, nitrogen and
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phosphorous remineralisation, nitrification and lipid and isotopic composition.
Further, it is possible to characterise the particles using microscopes, unlike with
sediment traps where the particles have often aggregated together. Finally, flux
measurements are instantaneous, rather than those integrated over a few days,
weeks or months as with other methods. This makes high resolution temporal
studies possible.

The MSC will feature heavily in this thesis as it gives instantaneous fluxes,
allows the separation of particles by sinking rate and the opportunity for further

experiments on collected particles.

1.7 THESIS AIMS AND OUTLINE

The aim of this thesis is to further our understanding of processes in the
upper ocean biological carbon pump as these influence atmospheric CO4 levels;
primarily particle export and remineralisation. It is important we understand
how biological processes in the ocean operate now, so we may be able to model
how they may be affected by global change. There are three main hypotheses for
this thesis:

1. Particle export efficiency is positively related to primary production

2. Diel vertical migration by zooplankton strongly influences particle flux in

the Southern Ocean

3. Zooplankton behaviour in oxygen minimum zones results in the high pro-

portion of POC reaching the deep ocean.

Both particle export efficiency and the attenuation of POC have been com-
puted in many flux studies. Some suggest using temperature is enough to esti-
mate these parameters accurately, but does this apply ubiquitously in the ocean?
Processes in the Southern Ocean often do not comply with simple algorithms
used elsewhere. This project has the opportunity to study these processes in the
Southern Ocean.

Both remineralisation and sinking rates affect the attenuation of POC flux,
however obtaining sinking rates of particles can be challenging. Moreover only
the sinking rates of fast sinking particles are typically measured; so in this thesis
both the rates of fast and slow sinking particles will be measured and compared.

This thesis will investigate what affects sinking rates of particles.



1.7. THESIS AIMS AND OUTLINE 27

The dominant heterotroph responsible for remineralisation will be investi-
gated: microbes or zooplankton. This research will be focussed in the Eastern
Tropical North Pacific oxygen minimum zone where there are still uncertainties
as to why the proportion of particle flux is so high at depth in low oxygen waters.

Additionally the type of particle will be determined and the proportion of each
type quantified. For fast sinking particles this can be done via microscopy with
simple classification into faecal pellets and phytodetrital aggregates. However,
using organic geochemical techniques, this thesis will explore the composition of
both fast and slow sinking particles in more detail.

Finally, in situ data from the Southern Ocean, equatorial Pacific and North
Atlantic will be compared with an ecological model output. The aim is to test
the role of zooplankton on the biological carbon pump efficiency and see if model

parameters could be improved to achieve greater fidelity with observations.

This thesis has four result chapters:
Chapter 2: Particle export and flux attenuation in the Southern Ocean
Chapter 3: Remineralisation of organic carbon in a Pacific oxygen minimum
zone
Chapter 4: Particle composition in the Eastern Tropical North Pacific
Chapter 5: The role of zooplankton in determining the efficiency of the biolog-

ical carbon pump.






Chapter 2

Particle export and flux
attenuation in the Southern

Ocean

Note, this chapter was published by Cavan et al. (2015) in Geophysical Research

Letters. Extra data on slow sinking and total sinking flux data have been added.

2.1 OVERVIEW

In this chapter Marine Snow Catchers were used to collect fast and slow sink-
ing particles separately in the upper mesopelagic zone in the Southern Ocean.
Particulate organic carbon (POC) fluxes were calculated for both sinking frac-
tions and subsequently particle export efficiency and the attenuation coefficient
Martin’s b. These two parameters were used to determine what controls particle

export and POC attenuation in the Atlantic sector of the Southern Ocean.

2.2 INTRODUCTION

The Southern Ocean (SO) accounts for ca. 20 % of the global ocean COq
uptake (Takahashi et al., 2002; Park et al., 2010). Although it can be a large
source of COq to the atmosphere as deep water, rich in CO», formed in the North
Atlantic upwells in the SO (Barker et al., 2003). The SO is a large high-nutrient-
low-chlorophyll region (HNLC), likely due to limited iron availability (Martin,
1990). Nevertheless, iron from oceanic islands and melting sea ice can cause
intense phytoplankton blooms, which may lead to high particulate organic carbon

(POC) export (Pollard et al., 2009). In the Scotia Sea (Atlantic Southern Ocean)

29
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intense blooms form downstream from the island of South Georgia (Whitehouse
et al., 2012). This can lead to high export fluxes in this area (Schlitzer, 2002).
Thus this HNLC area is more likely to affect atmospheric COs levels compared
to other HNLC regions globally (Falkowski, 1998).

Diatoms are thought to dominate the phytoplankton community composition
in the SO (Arrigo et al., 1999) and they are found in sediments from 20,000 years
ago (Zielinski & Gersonde, 1997; Abelmann et al., 2006), with Phaeocystis sp.
being the next dominant group (DiTullio et al., 2000). Zooplankton are abundant
in the SO, particularly Euphausia superba (krill) who are prey for charismatic
animals such as baleen whales, penguins and seals (Hill et al., 2006). Copepods
are important grazers in the SO ingesting up to 50 % of primary production daily
(Gleiber et al., 2015). Model results have suggested that zooplankton grazing
may explain the low phytoplankton biomass in the SO during summer, rather
than iron limitation (Le Quéré et al., 2015). Due to their high abundances, both
krill and copepod faecal pellets (FPs) are important in the SO biological carbon
pump (Hopkins & Torres, 1989; Smith et al., 2011; Sailley et al., 2013; Gleiber
et al., 2015; Manno et al., 2015; Rembauville et al., 2015) as FPs can sink rapidly
(300 m d~!) through the mesopelagic zone (Atkinson et al., 2012). Salps are also
found in the SO and produce large, fast sinking FPs that contribute to export
(Ducklow et al., 2001).

Simple algorithms are sometimes applied globally, such as those describing
the relationship between particle export efficiency (PEeff) and temperature or
primary production ((Laws et al., 2000), Chapter 1). Yet, these do not always
apply in the SO (Maiti et al., 2013; Le Moigne et al., 2016). This raises questions
as to whether other relationships hold in the SO, such as the latitudinal trend in
Teff as described by Henson et al. (2012) and the ballasting hypothesis (Arm-
strong et al., 2002). According to these theories, the SO with cold temperatures,
high nutrients, diatom-dominated phytoplankton communities has a high PEeff
but low Teff. This chapter will investigate if the upper mesopelagic zone in the
SO conforms to these patterns and if it does experience high PEeff and low Teff
(with Teff being expressed as the attenuation of POC).

The objectives of this chapter are to calculate PEeff and flux attenuation in
the Southern Ocean, for both fast and slow sinking particles. For fast sinking

particles the hypothesis is that PEeff will be high and flux attenuation will be low
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in line with estimates by Armstrong et al. (2002) & Henson et al. (2012). Slow
sinking particles are hypothesised to be rapidly remineralised in the mesopelagic,
so are also expected to yield a low transfer efficiency (Riley et al., 2012). The con-
trols over both PEeff and flux attenuation will be identified using measurements
of primary production, sea surface temperature and zooplankton abundance. Fi-
nally, the use of the SETCOL method (Bienfang, 1981) to estimate slow sinking
rates of particles in the Marine Snow Catchers (MSCs) shall be described.

2.3 METHODS

2.3.1 CRUISE LOCATION
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Figure 2.1: Cruise track (yellow dashed line) of JR274 in the Scotia Sea.
Orange lines are fronts labelled in white, data from Orsi et al. (1995), SAF
= Subantarctic Front, PF = Polar Front, SACCF = Southern Antarctic
Circumpolar Front and SBDY = Southern Boundary of the SACCF. In red
SG = South Georgia and SSI = South Sandwich Islands. Contours are
bathymetry from NOAA database, Longitude is in © E and Latitude ® N.

Observations were made in the Scotia Sea (Fig. 2.1) during the RRS James
Clark Ross cruise JR274 (11 January to 5 February 2013) as part of the UK
Ocean Acidification program. Many ecosystem studies have occurred in the Sco-
tia Sea (Korb et al., 2012; Tarling et al., 2012; Venables et al., 2012) however few
estimates of export exist here (Le Moigne et al., 2013b). The cruise track was
south of the Polar Front but crossed the mean position and southern boundary
of the Antarctic Circumpolar Current (Fig. 2.1). Stations south of 60 °S were
in the seasonal ice zone (SIZ), and one station (# 12, > 15 % ice cover) was in
the marginal ice zone (MIZ) (Tarling, 2013). 18 different stations were sampled
close to 06:00 local time (Appendix Table A.1).
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2.3.2 PHYTOPLANKTON COMPOSITION AND PRODUCTION

Samples for mixed layer chlorophyll a (chl a), biogenic silica, and primary pro-
duction were taken using Niskin bottles mounted on a conductivity-temperature-
depth (CTD) rosette sampler by other members of the scientific party, also from
the National Oceanography Centre, Southampton (NOCS).

Chl ¢ was measured by passing 0.2 L of seawater through a 0.7 pm glass fibre
filter or 2, 5, 10, or 20 um membrane filters (Whatman). Chl ¢ was extracted in
90 % acetone overnight in a refrigerator and fluorescence quantified the following
morning using a fluorometer (Turner Trilogy) calibrated with a solid standard
and chl a extract. The chl a concentrations were averaged over the mixed layer.
The mixed layer depth was determined subjectively from prior CTD (conduc-
tivity, temperature, depth) casts by the depth with the strongest gradients in
temperature and salinity.

Biogenic silica concentration was measured by filtering 1 L of seawater through
a 10 pm membrane filter, digesting it with sodium hydroxide, neutralizing with
hydrochloric acid, and measuring the silicate concentration using an autoanalyzer
(Brown et al., 2003). Concentrations were averaged over the mixed layer.

Daily rates of primary production were measured following Poulton et al.
(2014). Water samples (70 mL, 3 light, 1 formalin killed) from the middle of the
mixed layer were inoculated with 28-30 uCi of *C-labelled sodium bicarbonate
and either incubated for 24 h in chilled surface seawater with the light depth
replicated using Misty-blue optical filters (LEETM) or in a refrigeration container
(Richier et al., 2014). The average relative standard deviation of triplicate (light)
measurements was 20 % (2-51 %). Rates of primary production were integrated

over the mixed layer.

2.3.3 ZOOPLANKTON

Zooplankton abundance was also measured by other members of the scientific
party from the British Antarctic Survey, Cambridge. A motion-compensated
bongo net system was deployed between 0 and 200 m at approximately 05:00
and 17:30 local time. The nets had a mesh size of 200 pym mesh and diameter
mouth openings of 0.61 m (Ward et al., 2012a).

Whole samples were examined, and moderately abundant, large, and /or
rare taxa were enumerated. The sample was then split using a Folsom plankton

splitter to provide total counts of 100 — 200 of the larger organisms (1/2 —
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1/64) and 1 — 2 further splits for the smaller organisms (1/32 — 1/512), resulting
in around 500 — 750 individual organisms per sample. Data from splits were
standardized to per catch and then to individual m? using a calculation of mouth
area multiplied by the vertical sampling interval (200 m). No flowmeters were
used on the net as the slow hauling speed employed is at the bottom end of the
calibration range for most flowmeters. 100 % sampling efficiency was assumed

as no obvious clogging of the nets occurred.

2.3.4 PARTICLE FLUX
MARINE SNOW CATCHER SAMPLING

The Marine Snow Catchers (MSCs) were deployed following the protocol
laid out in Riley et al. (2012). MSCs were deployed to 10 m and 110 m below
the mixed layer depth (MLD) (henceforth referred to as the export depth MSC
(MSCg,) and the deeper MSC (MSCp), respectively) at each station sampled.
The MLD ranged from 20 to 70 m, and all deployments occurred around 06:00
local time. Once the MSC reached the required depth a messenger was used
to close the device and it was immediately returned to deck. Only one MSC
can be deployed at a time so MSCp was deployed approximately 30 minutes
after MSCpg,.. After recovery, 1 L of water was sampled from the bottom tap to
represent a homogeneous distribution of particles (tp). Then the MSCs were left
to stand for 2 h, allowing the particles inside to settle.

After 2 h, 1 L of water was sampled from the base tap representing the
suspended particles (t2) and the tap was opened to drain away the water inside
the top section. Once emptied, the top was removed and 1 L of water siphoned
from the base to collect slow sinking and suspended particles (b2). Most of the

remaining water was siphoned out leaving the visible, fast sinking particles.

FAST SINKING PARTICLES

Fast sinking particles visible to the naked eye were picked out from the MSC
base using a Pasteur pipette (4 mm opening) and placed in well plates. Using
a microscope (Olympus SZX16) at 100 x magnification the particles were clas-
sified as either phytodetrital aggregates (PDAs) or faecal pellets (FPs, Fig 2.2).
Photographs (Canon T2-EOS) were uploaded to SigmaScan Pro 4, where PDAs
were drawn around manually and the software then determined the equivalent
spherical diameter of each particle. This was then converted to volume. For FPs

the diameter and length were measured from the photographs to calculate vol-
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Figure 2.2: Images of fast sinking particles collected by the MSC a) Phy-
todetrital Aggregate (PDA), b) Euphausiid sp. brown faecal pellet (FP),
Fuphausiid sp. white FP and d) copepod FP. Black line is scale bar.

ume. Conversion factors from Alldredge (1998) were used to estimate the POC

mass from particle volume:

PDA POC (ug) = 1.09 % v-52 (2.1)

FP POC (ug) = 1.05 % 0% (2.2)

where v is the estimated volume of the particle in cubic millimetres.

Fast sinking particle sinking rates were measured using a glass measuring
cylinder filled with seawater at in situ temperature (Riley et al., 2012). Particles
were individually placed a few inches above a marked point on the cylinder and
the time for particles to pass between the two marked points was timed. Sinking
rates were calculated by dividing the distance travelled by the time it took, and

expressed as m d 1.

SLOW SINKING PARTICLES

All 1 L water samples (tg, t2, be) collected from the MSC were filtered in-
dividually onto ashed (400 °C, overnight) 0.7 um glass fibre filters (Whatman).
The filters were dried and stored at room temperature until return to NOCS.
The filters were acid fumed in hydrochloric acid overnight to remove inorganic
carbon and ran on a CHN elemental analyser to determine the mass of POC. To

determine the mass of slow sinking particles, the mass of POC sampled from the
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top (t2) was subtracted from the mass of POC in the base (bz), as the base of

the MSC contained both suspended and slow sinking particles.

SLOW SINKING RATES

As briefly described in Chapter 1, sinking rates of particles too small to be
seen by the naked eye can be estimated using the SETCOL (settling column)
method (Bienfang, 1981). This uses the difference in biomass between the base
of a settling column (here the MSC) and the biomass before settling with the
time spent settling and height of the column to estimate an overall sinking rate
for the column. One mean slow sinking rate is calculated per MSC deployment,

not one for each particle. The equation is as follows:

Vi % bs — Vi * by)
(Vi % bo)

w (md-1) = ¢ *i (2.3)

where V is the volume of the base of the settling column, V; is the total volume,
bo is the initial POC mass at the start of settling, b is the POC mass of the base
settled after settling, [ is the length of the column and ¢ the settling duration.

Applying this to the MSC and the samples collected from it forms this equation:

%*bQ—Vb*tQ)

1y
wimd )= (Vi to)

* % (2.4)

where V; is the volume of the base of the MSC (8 L), V; is the total volume
(95 L), to is the initial POC mass at the start of settling, be is the POC mass
of the base settled after settling, [ is the length of the MSC (1.5 m) and ¢ the
settling duration (2 h). This equation initially yields sinking rates in m h=!,
which are converted to m d=!'. This method is used to calculate slow sinking

rates throughout this thesis.

PARTICLE FLUX CALCULATIONS
POC sinking fluxes were calculated using a similar equation to Riley et al.
(2012) but instead of using a sinking time of 2 h in the equation, the mean

calculated sinking rate was converted to sinking time:

Sinking time (d) = % (2.5)

where [ is the height of the MSC (m) and w is the sinking rate m d=!. For fast

sinking particles this was 0.003 d, which was less time to sink than assumed by
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Figure 2.3: Satellite chlorophyll a image (Aqua Moderate Resolution Imag-
ing Spectroradiometer from www.oceancolor.gsfc.nasa.gov, monthly compos-
ite for January 2013) with measured in situ primary production rates (cir-
cles). The numbers represent station numbers. Black represents cloud and
sea ice cover. The continuous black coverage below station 12 is due to sea
ice. Longitude is in © E and Latitude ° N.

Riley et al. (2012) of 0.08 d. For slow sinking particles the mean sinking time
was 1.7 d. The same equation was used to calculate fast and slow sinking POC
fluxes:

POC flux (mgCm~2d~') = m/a/t (2.6)

where m is the mass of POC (mg, fast or slow sinking), a is the area of the base
of the MSC (0.06 m?) and ¢ is the average time the particles took to sink (d,
equation 2.5, fast or slow sinking). This equation is also used to calculate all

POC fluxes in this thesis.

2.4 RESULTS

2.4.1 MIXED LAYER PLANKTON
PHYTOPLANKTON

Primary production showed a similar distribution to chl a (Pearson’s product-
moment correlation, r = 0.96, p < 0.001, n = 18), with peak values of > 12 g C
m~2 d~! north-west of South Georgia and > 4.5 g C m~2 d~! north of the South
Sandwich Islands (Fig. 2.3).

Peak total mixed layer chl a concentrations were also observed northwest

of South Georgia (17 pg L~') and north of the South Sandwich Islands (11
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Table 2.1: Averaged mixed layer Chl a concentrations, Primary Production
(integrated over mixed layer) and Zooplankton abundance over 200 m.

Station Time Chl a PP Zooplankton
ID (local) (ugL7') (mgCm=2d!) (ind m~2)
6 08:45 1.05 935.99 35866
8 05:15 0.80 826.07 219026
10 07:00 0.87 431.10 37754
12 08:50 0.37 355.56 16195
16 06:30 0.98 584.71 300750
19 08:30 1.63 630.25 478393
22 06:45 16.90 12512.84 376310
25 06:50 1.00 997.48 282848
27 06:45 6.39 3621.28 467339
29 09:15 0.45 667.14 166726
32 06:45 2.78 1395.85 233370
34 06:45 4.11 1464.87 461288
36 06:40 0.83 269.23 222834
38 06:45 10.89 4563.46 103629
40 08:30 3.89 1616.60 69385
43 06:40 0.21 59.13 62864
44 06:45 0.94 409.86 45968
46 06:50 0.55 217.11 33796

pg L=t Table 2.1). These areas both had high (16 and 10 ug L™}, respectively)
concentrations of chl @ > 20 pym and biogenic silica suggesting high concentrations

of diatoms in these regions (Appendix Fig. A.1).

ZOOPLANKTON

Fuphausiids were present in the study region, but net avoidance meant that
no quantitative data on their abundance is available. Total zooplankton levels
were low (< 15,000 ind m?) in the SIZ and also at the South Sandwich Islands,
even though chl a was relatively high (Table 2.1). Highest abundances (> 200,000

ind m?) were generally found northwest of South Georgia.

2.4.2  PARTICULATE ORGANIC CARBON CONCENTRATION

Total POC concentration ranged from 40 pg L~! at station 19 near South
Georgia to 358 ug L' at station 38 near the South Sandwich Islands (Appendix
Tables A.2 and A.3). POC concentration from the MSCs at both depths was
significantly correlated with mixed layer chlorophyll (p < 0.05, r = 0.5 and p
< 0.01, r = 0.6). POC concentration was significantly higher at MSCpg, than
MSCp (t = -2.5, p < 0.01) with total means (+ standard error of the mean)
of 152 (£ 14) and 84 (£ 17) ug L~! respectively (Fig. 2.4). This was due

to significant decreases in the suspended fraction, with no significant change in
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Figure 2.4: POC concentration of all stations from a) MSCg,, b) MSCp
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Figure 2.5: Particle sinking rate frequency distribution for a) fast sinking
rates and b) mean estimate for slow sinking particles, at all stations.
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either the slow or fast sinking POC concentrations. The absence of fast sinking
POC concentrations at 3 stations in Fig. 2.4 b is a limitation of using the human
eye to pick out particles.

The largest fraction of POC by concentra-

Mean fast sinking rate (m d'1)

tion was the suspended, followed by the slow
0 50 100 150 200 250 300

sinking and then the fast sinking with at least o J@
an order of magnitude between each fraction.

At some stations there was no slow or fast sink- 8 ¢

Depth (m)

ing POC (Fig. 2.4). No observation of slow
sinking POC occurs when there is a greater

mass in the top of the MSC than in the base.

3 e

This suggests particles are positively buoyant Mean slow sinking rate (m ")

and therefore rising. 00 05 1o 1s 20
S ()

2.4.3 PARTICLE SINKING RATES

FAST SINKING PARTICLES 7 8 ¢

The fast sinking rates of 161 particles were §
measured, 37 of these were phytodetrital ag- ~
regates (PDA) and 124 were faecal pellets °
gregates (PDA) p g - |

(FPs). Fast sinking rates ranged from 50 to

Figure 2.6: Particle sinking
rates with depth for a) fast sink-
ing at 6480 m d~! . This sinking rate was re- ing and b) slow sinking particles.

828 m d~! (Fig. 2.5), with one particle sink-

Error bars are standard errors of
the mean.
greater than the mean + two standard devia-

moved from analysis as an anomaly, as it was

tions. PDAs sank statistically faster than FPs (t-test, df = 41, p < 0.05) with
mean (4 standard errors of the mean) rates of 268 (4 33) and 188 (4 10) m d~*
respectively. Most (76 %) particles sank between 100 - 300 m d~! (Fig. 2.5).
There was no significant (t-test, p > 0.05) change in fast sinking rate with depth
(Fig. 2.6), although the mean sinking rate increased from 219 to 245 m d~!.

SLOW SINKING PARTICLES

As described in section 2.3.4 only one average sinking rate for each MSC
deployment can be calculated when using the SETCOL method. Estimated
mean slow sinking rates ranged from -1.5 to 5 m d~! (Table 2.2). Negative
sinking rates show there were more rising particles than sinking. 6 negative rates

were observed at MSCpg, compared to just 2 at MSCp. Most particles sank
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Table 2.2: Fast and slow particle sinking rates at export depth (MSCg,)
and deep depth MSCp.

MSCg, MSCp
Station | Depth Fast sink Slow sink | Depth Fast sink Slow sink

D | m  mdY)  @dYH | m  (md})  (md)
6 50 NA 1.16 150 125.77 0.99

50 NA 0.49 150 200.98 4.86
10 25 147.00 -0.76 125 124.38 5.09
12 75 187.70 3.48 175 183.82 1.54
16 50 426.58 3.71 150 185.39 0.83
19 50 331.33 -0.95 150 457.14 0.08
22 75 132.01 0.25 175 109.41 0.76
25 75 199.39 1.49 175 NA 3.33
27 50 50.49 -0.74 150 447.79 1.29
29 75 NA 2.12 175 NA 1.34
32 50 105.48 0.94 150 349.39 0.35
34 50 NA 0.66 150 293.33 2.33
36 50 462.34 -1.03 150 NA 0.26
38 50 NA 2.50 150 NA 0.08
40 50 NA -0.37 150 NA 0.22
43 50 222.91 1.78 150 327.31 -0.14
44 50 145.28 1.96 150 138.01 -0.66
46 25 NA -1.52 125 NA 0.80

between -1 to 2 m d~! (Fig. 2.5).
As with fast sinking particles there was no significant difference in slow sinking

rates with depth, although the mean sinking rate did also increase from 0.8 m

d—! at MSCg, to 1.3 m d~! at MSCp (Fig. 2.6).

2.4.4 PARTICULATE ORGANIC CARBON FLUX

Fast sinking POC fluxes ranged from 0 to 91 mg C m~2 d~!, with the maxi-
mum flux observed at MSCp at station 12 in the MIZ (Fig. 2.8 b); this was due
to high FP fluxes, which increased at depth at this station, but not in the other
stations south of 60 °S (Figs. 2.8 ¢ & d). FP fluxes ranged between 0 and 78 mg C
m~2 d~!. The PDA flux was much smaller, only ranging from 0 to 36 mg C m—?2
d~! (Figs. 2.8 e & f), with most PDA fluxes decreasing with depth. The FP flux
was strongly correlated (Pearson’s product-moment correlation) with the total

fast sinking mass at both depths (MSCg,, r = 0.92, p < 0.001, n = 19; MSCp, r
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= 0.90, p < 0.001, n = 19). However, correlations between PDA flux and mass,
although significant (p < 0.05), were not as strong (MSCg,, r = 0.48, n = 19;
MSCp, r = 0.49, n = 19) highlighting that FPs drove much of the variability in
POC flux. The proportion of total POC flux due to FPs was 66 — 100 % in the
SIZ and MIZ and 0 — 68 % at South Georgia and the South Sandwich Islands.
At half the stations fast sinking POC flux increased with depth. High FP export
was observed in the SIZ (stations 43-46) and the MIZ at MSCpg, (Figs. 2.8 ¢ &
d) even though total zooplankton abundance was low in this region. Antarctic
krill (Buphausia superba) were most likely responsible for this high FP export
as throughout the sampling region, 82 % of the FPs were of Euphausiid origin,
the remainder being recognisable copepod pellets (Figs. 2.2 b-d). There was an
increase in FP flux at MSCp relative to MSCg, in the MIZ, whereas in the SIZ,
there was a large decrease in FP flux with depth. This pattern was not reflected
in the PDA flux.

Slow sinking POC fluxes ranged

&9 from 0 to 93 mg C m~2 d~! (Figs.
2.8 g & h), which is similar to the

80

fast sinking POC flux range. However

60

most (ca. 95%) of the slow sinking

% of flux

fluxes were less than 60 mg Cm=2 d~!.

40

Even with this large range, on average

the slow sinking flux was only 1/3 of

= Fast sinking
° the total sinking flux at both depths

MSCey MSCp

(Fig. 2.7). Also at over half the sta-

tions slow sinking POC flux increased
Figure 2.7: Percentage contribution of

fast (dark grey) and slow (light grey)
sinking particles the total sinking flux.

with depth.

2.5 DISCUSSION

2.5.1 MIXED LAYER ECOSYSTEM

The cruise track crossed low and high areas of primary production (PP) with
highest PP (12 g C m™2 d~!) near the oceanic islands of South Georgia and the
South Sandwich Islands (Fig. 2.3). This suggests terrestrial iron inputs could
be stimulating the phytoplankton blooms (Gilmartin et al., 1974; Jones et al.,
2012). In the MIZ (station 12) and SIZ (stations 43 - 46) PP was low (< 1 g C

m~2d1).
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Zooplankton catches were numerically dominated by Cyclopoid copepods
(Appendix Fig. A.1), which may have a role in the degradation and reminer-
alisation of faecal pellets (Gonzalez & Smetacek, 1994; Iversen & Poulsen, 2007).
Calanoid copepods were the next most abundant taxa including many species
known to graze on phytoplankton and to perform DVM (Atkinson et al., 1992).
Highest zooplankton abundance (< 500,000 ind. m~2, Table 2.1) was observed
north-west of South Georgia at station 19, which had the second highest primary
production rates. Around the South Sandwich Islands where PP was high, zoo-
plankton abundances were much lower (100,000 ind. m~2). These mismatches
between phytoplankton and zooplankton abundance may be due to the dynam-
ics of sea ice retreat in this region (Clarke & Peck, 1990) and/or the seasonal
vertical migrations of late-stage copepodites ascending into surface waters after
spending the preceding winter at depth (Tarling et al., 2004). Low estimates of
zooplankton abundance occurred in the MIZ and SIZ however this may be due

to the lack of Fuphausiid sp. represented in the samples.

2.5.2 COMPARISON OF FLUX ESTIMATES

The POC concentrations measured at both depths were very similar to those
measured by Riley et al. (2012) using MSCs at the Porcupine Abyssal Plain,
in the North Atlantic; where there was an order of magnitude difference in the
concentrations of the different particle fractions. In this study suspended particles
contributed on average to 94 % of the total POC concentration, slow sinking
particles 5.5 % and the fast sinking the small remainder. Fast sinking particles
sank at 200 m d~! with no influence of depth on sinking rate even though it is
hypothesised that with increasing depth sinking rates decrease due to increasing
density (Bach et al., 2012). Other mean estimates of fast sinking particles range
from 25 - 326 m d=! (Asper, 1987; Alonso-Gonzalez et al., 2010; McDonnell &
Buesseler, 2010; Riley et al., 2012). Sinking rate is a continuous measurement
and thus there is no cut off of when a particle is slow or fast sinking. However,
the minimum fast sinking rate measured in this study was 50 m d~! and the
maximum slow sinking rate was 5 m d—!.

This study is the first to show net negative sinking rates of exported slow sink-
ing particles. As the SO is often dominated by diatoms it is possible they could
be responsible as they are known to exhibit positive buoyancy (Villareal, 1988).
The MSCs have previously been used as settling columns following the SETCOL
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method (Bienfang, 1981) in the Ross Sea by Becquevort & Smith (2001), how-
ever they didn’t report any negative sinking rates. This could be due to high
abundance of Phaeocystis sp. in their sampling area. The mean sinking rates
of both fast and slow sinking particles were used in the flux equations instead
of assuming all particles settled at 9 m d—!, which was assumed by Riley et al.
(2012).

There was high variability of POC flux in the upper ocean in the Scotia Sea;
where at half of the stations flux increased with depth for both slow and fast
sinking particles (Fig. 2.8). In studies using sediment traps it is not possible
to measure the flux of slow sinking particles separately. However in this study
maximum values of fast and slow sinking POC flux were the same (Figs. 2.8 b &
g). Interestingly all stations within the SIZ and MIZ had high export fluxes but
in the SIZ, sampled at the end of the cruise, there was a large decrease in flux
whereas in the MIZ (station 12) there was an increase in flux. This suggests the
presence or absence of sea-ice may affect fluxes. This will be further discussed in
section 2.5.5.

The total MSC-derived estimates of POC flux (2 - 140 mg C m~2 d~!, Figs.
2.8 1 & j) are consistent with other measurements in the region. For example,
Ducklow et al. (2008) measured fluxes of 12 — 120 mg C m~2 d~! using moored
sediment traps at the Western Antarctic Peninsula, whilst Planchon et al. (2013)
calculated fluxes of 11 — 61 mg C m~2 d~! using the 2**Th method in the At-
lantic Southern Ocean. Finally, Salter et al. (2007) measured fluxes of 28 — 46
mg C m~2 d~! using the drifting sediment trap Particle Export measurement
using LAGRAngian sediment traps (PELAGRA) at the Crozet Plateau. The
comparability of MSC fluxes to those from other approaches indicates that the
MSC is a robust method for estimating POC flux.

2.5.3 EXPORT FROM THE MIXED LAYER

The ratio of the exported flux out of the mixed layer to primary production
(PP) within the mixed layer (PEeff) is a useful tool to assess how efficiently
particles are being exported. Highest values of PEeff were observed in the MIZ
and SIZ (0.25 - 0.4, Figs. 2.9 a & c) rather than in the highly productive, opal-
dominated blooms (Appendix Fig. A.1), which are often thought to be hot spots
of carbon export in the SO (Korb et al., 2012). This suggests that diatoms

were not directly important for export flux, but they may have been important
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indirectly following consumption by zooplankton and the subsequent production
of zooplankton FPs. Station 43 is not included in this analysis as PEeff was > 1
for the fast sinking and total fluxes, which suggests more particles were exported

than produced in the mixed layer.

Previously, high (< 0.3) values of PEeff were measured off the western
Antarctic Peninsula by Buesseler et al. (2010). PEeff reached a maximum of
0.4 in this study (Fig. 2.9 c), which is similar to the maximum values reported
by Henson et al. (2012). However, the total sinking mean value across the study
region was much lower at 0.14 (£ 0.07 standard error of the mean). This shows
these observations from the Scotia Sea do not conform to the generalisation that
particle export efficiency is high across the SO (Armstrong et al., 2002; Henson
et al., 2012).

Previous work has revealed a positive linear relationship between primary
production and PEeff (Laws et al., 2000). This data instead shows that a nega-
tive inverse relationship between primary production and PEeff was observed for
both the fast sinking and total flux (Fig. 2.9), a pattern also recently reported
by Maiti et al. (2013) in the SO. Maiti et al. (2013) observed a linear relation-
ship between primary production and PEeff; however, in this study, a non-linear

power function best fitted the data (r = 0.75, p < 0.01, n = 18; Fig. 2.10).

PEeff = 538 x ¢ 3-3LosPP (2.7)

An inverse relationship between PEeff and primary production means that
a high fraction of primary production is exported when primary production is
low. This could be due to temporal decoupling between primary production and
export (Salter et al., 2007), which may account for up to 60 % of the variability
in the relationship between PEeff and primary production (Henson et al., 2015).
Alternatively, seasonal dynamics of the zooplankton community may explain this
variation. For instance, many Calanoid copepods overwinter at depth and arrive
in the surface layers in advance of the bloom (Tarling et al., 2004), and the same
may also apply to Antarctic krill (Kawaguchi et al., 1986). Discarded moults,
natural mortality, and predation mortality from this overwintering community
will enhance POC levels independently of phytoplankton blooms (Kobari et al.,
2008). A further alternative proposed by Maiti et al. (2013) is that processes

like zooplankton grazing, heavy remineralisation, and a large export of dissolved
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the orange line is the Maiti et al. (2013) regression. Slow sinking PEeff was
not significantly related to primary production.

organic carbon all contribute collectively to produce this relationship.

Zooplankton grazing could be a significant factor due to the varying stability
of phytoplankton growth in the SO. Primary production in the SIZ is stable,
whereas further north in the open water seasonal variation is large. Here steep
primary production gradients exist, which are caused by the influence of eddy-
mediated cross frontal mixing, transporting nutrients and increasing chl a (Kahru
et al., 2007; Dulaiova et al., 2009). Thus, zooplankton grazers can develop and
graze down phytoplankton in the SIZ, whereas in the open water, the grazers do
not develop quickly enough in response to a bloom to have a significant effect on
primary production (Fig. 2.10). Therefore, to assess if the presence of zooplank-
ton could further explain this relationship the residuals (Residuals?) between the
best fit line and the data points in Fig. 2.10 were calculated and compared with
zooplankton abundance (Z). This showed that zooplankton abundance (equation
2.8 and Fig. 2.11) explained 40 % (p < 0.01) of the variance between primary
productivity and PEeff.

Residuals® = 5% 2711 (2.8)

Although grazing probably does not dictate the overall shape of the relation-

ship between fast sinking PEeff and primary production, for the first time there
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Figure 2.11: Residuals? from the regression of fast sinking PEeff vs. pri-
mary production (Fig. 2.10) against the total zooplankton abundance (ind
m~2). The data point with the highest residuals is the in the MIZ.

is clear evidence of its capacity to modulate this relationship and the importance
of zooplankton in transferring organic carbon from the surface to the interior

Southern Ocean.

2.5.4 POC TRANSFER THROUGH THE UPPER MESOPELAGIC ZONE

Once exported from the mixed layer, POC sinks into the ocean’s interior
where it is utilized by heterotrophs, reducing the size of the sinking flux with
depth (Martin et al., 1987; Steinberg et al., 2008; Giering et al., 2014). At six
stations total sinking POC flux increased with depth, but this increased to almost
50 % of stations when separating fluxes into fast and slow sinking particles.

Therefore the power function of Martin et al. (1987) was fitted to the data
to quantify the decrease in POC flux with depth, rather than z* so negative,
non-dimensional b values represent increases in flux with depth. Negative z* (m)
values give the height of remineralisation of particles above the depth they were
exported from, which may be into the atmosphere. Therefore using b makes
much more sense in this context.

Fast sinking b ranged from —2.7 to 3 with a mean of 0.16 (£ 0.4) (Fig. 2.12
a). This implies an overall negligible attenuation of POC flux (and thus high
(> 1) Teff) in the upper mesopelagic of the Scotia Sea, which only increased to
0.26 (£ 0.6) (Fig. 2.12 ¢) with the addition of the slow sinking fluxes (Fig. 2.12
b). Negative b values (increasing POC flux with depth) may be due to lateral

advection at depth, flux integration time scales, or zooplankton DVM. Lateral
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advection is unlikely to have driven the observed increased fluxes at depth, as
MSC deployments were < 175 m and therefore all within the single water mass
classified as surface water by Heywood & King (2002), which occurs < 200 m
between 45 and 65 ° S. Additionally, as FPs dominated the flux (see section
2.4.4), any pulse of flux in phytoplankton such as diatoms, which can occur in
the SO (Salter et al., 2012), would have had a limited effect on b. Therefore, it
is assume that this interpretation of fluxes is correct, and possible controls of b,

including DVM, are discussed in the following section.

2.5.5 CONTROLS OVER MESOPELAGIC FLUX ATTENUATION
Mesopelagic POC attenuation is a key metric of the BCP (Buesseler & Boyd,

2009) and is linked to the amount of COg stored in the interior by biological pro-
cesses (Kwon et al., 2009). b expresses the proportion of export flux that reaches
the deep ocean. Unlike PEeff there was no significant effect of primary produc-
tion on b (Pearson’s product-moment correlation, p > 0.05, n = 15), suggesting
that PP is unlikely to control variability in mesopelagic remineralisation. Given
that flux was dominated by FPs (Figs. 2.8 ¢ & d), and there is evidence from
these results that the distribution of transfer efficiencies is linked to sea ice (a
major distinguishing factor for ecosystems in the SO (Ward et al., 2012b; Mur-
phy et al., 2013)), the hypothesis that zooplankton processes are involved was
tested, and that these may change with sea ice cover. Sea ice retreat increases
the vertical stability of the water column so phytoplankton can remain in the
water column longer (Taylor et al., 2013), and a pulse of flux often occurs after
sea ice retreat (Ducklow et al., 2008). The ratio of shallow FP flux to deep FP
flux (the FP flux ratio) was calculated and plotted these against b (Fig. 2.13 a).
The change in FP flux ratio is highly significantly related to the attenuation of
POC (b) via an exponential regression (r = 0.99, p < 0.001):

FP flux ratio = —0.83 4 2.28¢(!+1*?) (2.9)

No significant relationship exists between a similarly calculated PDA flux ratio
and POC attenuation (b), again highlighting the important role of zooplankton
in controlling the transfer of POC to depth in the Southern Ocean.
Zooplankton can cause depth variability in flux via the active transfer of
organic carbon due to DVM (Wilson et al., 2008). Zooplankton consume organic

matter in the surface layer and then descend prior to releasing a fraction of it
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Figure 2.13: Zooplankton faecal pellet controls on b. a) Ratio of FP flux
against b and b) the mean (bold line) and standard deviations (normal lines)
of FP colour against b.

through respiration and defecation. Such DVM behaviour is well documented
in our study area; for example, Atkinson et al. (1992) identified four copepod
species near South Georgia migrating from a maximum daytime depth of 120 m
(55 m above the deepest MSCs) to the surface layers at night. Similar effects of
DVM on flux profiles have been postulated in the Arabian Sea (Wishner et al.,
2008).

The presence of sea ice may influence the extent to which DVM and active
flux occur. The mixed layer depth was between 20 m and 30 m in the sea ice
zone compared to > 40 m in regions farther from the sea ice (Thorpe, 2014).
The reduction of the upper mixed layer depth in the SIZ would mean that even
zooplankton with less extensive DV Ms are more likely to contribute to active flux
than in ‘deep’ mixed layer depth conditions. Moreover, the level of active flux is
enhanced by the reduced time required to migrate out the mixed layer. Sea ice
will also have an effect on light levels as ice lowers the penetration of downwelling
irradiance into the ocean (typically between 15 % and 90 %) through an increase
in surface albedo and absorption (Grenfell & Maykut, 1977). The response to
lowered light levels may be species specific; krill may reduce their DVM in the
presence of ice as it protects them from their visual predators such as fur seals
and macaroni penguins (Veit et al., 1993); however, copepods may not as their
predators, such as larval fish and chaetognaths (Froneman et al., 1998; Turner,

2004), are less affected by ice. However, in the MIZ, FP flux increased with
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depth, suggesting the presence of DVM, but in the SIZ, FP flux decreased (Figs.
2.8¢ & d), and these ice zones are likely dominated by krill, whereas copepods
dominate in open water areas (Siegel et al., 1992). Lancraft et al. (1991) also

observed DVM by krill in the ice-covered Scotia Sea.

Taken together, the presence of sea ice and DVM can explain the broad
geographical patterns of change in POC flux with depth. However, there are
exceptions to these patterns, and diet may strongly link to the size of the active
flux. White FPs indicate feeding on detritus, FPs, or transparent flagellates,
whereas brown FPs indicate feeding on fresh phytoplankton (Wilson et al., 2008).
Data points on Fig. 2.13 b are coloured white or brown, indicating the dominant
(> 70 % abundance) colour of FPs at each station. Where b was positive, most
of the FPs were white, and where it was negative, most pellets were brown. The
effect of the colour of FP on b was statistically significant (one-way analysis of
variance, F = 21.26, df = 13, p < 0.001; Fig. 2.13 b; note that station 22 was
an anomaly, where b > 3). The deviation to this rule was station 12 in the MIZ.
This suggests that active transport is most pronounced where zooplankton were
exclusively feeding on fresh phytoplankton, with zooplankton consuming detrital

material in environments where the active flux, and hence Teff were low.

Including the slow sinking flux in this analysis (total b, Fig. 2.12 c¢) only
slightly alters the b values but doesn’t deviate away from the pattern of fast
sinking b. From the parameters measured in this study (mixed layer temper-
ature, nitrate, PP and zooplankton) none could explain the variation in slow
sinking b. Therefore other processes may be more important such as the grazing
rate of zooplankton (producing slow sinking particles by messy feeding (Mayor
et al., 2014)) and bacteria hydrolysis. For the total b though, where b increased
the in situ water temperature increased, but only for the positive b values (ex-
ponential function, p < 0.01, r = 0.57). Marsay et al. (2015) showed a positive
relationship between temperature and b over a much wider temperature range
and using in situ sediment traps. Using their relationship and the mean in situ
water temperature from the upper mesopelagic during this study (2.3 °C) then b
should have been 0.45, when the mean total sinking b was actually 0.2. Further,
the fact that there was no relationship when including the negative b values,
which is almost half the data, one cannot conclude that temperature was ulti-

mately a controlling factor on b in the Scotia Sea. This further demonstrates
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that biological processes in the Southern Ocean do not conform to the global

norm.

2.6 SUMMARY

This was a unique collaborative study, which allowed sampling over large
primary productivity ranges in the Southern Ocean. Estimating particle fluxes
using the Marine Snow Catcher produced similar results to others sampling by
different methods in the SO. The MSC was also used to estimate the speed of
slow sinking particles. Although this had been done once previously, this is the
first time net rising rates had been reported, suggesting that some plankton cells
can control their buoyancy below the mixed layer.

Both fast and slow sinking particles could each produce POC fluxes of 90
mg C m~? d~!, which is an important result as it emphasises the key role of
slow sinking particles in particle export. PEeff was lower than hypothesised and
Teff was overall very high. Fast and total sinking PEeff in the Scotia Sea were
inversely related to primary production, supporting the observations of Maiti
et al. (2013). Further, zooplankton processes may be an important contributor to
this relationship. The efficiency with which this exported material is transferred
to the interior regulates the role ocean biological processes play in controlling
atmospheric COs levels. The upper mesopelagic element of this transfer was
highly variable in the Scotia Sea, with zooplankton faecal pellets dominating
flux. Active transport via surface ingestion and deep defecation linked to diel
vertical migration is a key process involved in transferring material out of the
euphotic zone, which appears to operate most strongly when zooplankton graze
on fresh organic material and sea ice is present. Climate change may reduce
crustaceous zooplankton abundance and change community structure (Atkinson
et al., 2004); any associated reduction in FP production will reduce the depth
penetration of organic carbon, with long-term implications for atmospheric COq

and the SO carbon cycle.
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Chapter 3

Remineralisation of organic
carbon in a Pacific Oxygen

Minimum Zone

Note, this chapter is in review in Nature Communications, although a more

extensive analysis of the fast sinking particle sinking rates is included here.

3.1 OVERVIEW

In this chapter Marine Snow Catchers were used to collect fast and slow sink-
ing particles in the upper mesopelagic zone of the Equatorial Tropical North
Pacific (ETNP). Here persists an oxygen minimum zone between 50 and 950
m. Particulate organic carbon (POC) fluxes and microbial oxygen uptake from
particles were measured. The latter was used to determine the lability and the
magnitude of microbial degradation of particles in the ETNP. The observed at-
tenuation of POC and that estimated by microbial degradation were compared

to find the contribution of microbes to POC attenuation.

3.2 INTRODUCTION

It is well documented that a high fraction of the particulate organic carbon
(POC) formed in the surface ocean during photosynthesis passes through oxygen
minimum zones (OMZs) and sinks to the deep ocean (Martin et al., 1987; Hart-
nett et al., 1998; Keil & Cowie, 1999; Devol & Hartnett, 2001; Van Mooy et al.,
2002; Roullier et al., 2014; Keil et al., 2016). Consequently the transfer efficiency
(Teff) of exported POC to depth is high. Another term to quantify the Teff is

o7
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the remineralisation length scale (RLS), which is the attenuation coefficient z*

from the exponential function determined by Boyd & Trull (2007). The RLS has
a strong influence on atmospheric COs level (Parekh et al., 2006; Kwon et al.,
2009), such that an increase in the RLS of 100 m can decrease atmospheric COq
levels by ca. 50 ppm. Despite more than three decades of research, the reason

for the large observed RLS in OMZs is still unclear.

Key hypotheses include: 1) changes in zooplankton behaviour e.g. reduced
metabolism and vertical migration (Keil et al., 2016); 2) low oxidation rate of
sinking organic matter (Devol & Hartnett, 2001); 3) preferential consumption of
nitrogen-rich organic matter over carbon (Van Mooy et al., 2002); 4) the sinking
material is more refractory, possibly due to phytoplankton community structure
(Keil et al., 2016) and finally 5) the addition of material in the mesopelagic zone

via chemoautotrophy, such as anammox (Roullier et al., 2014).

Oxygen minimum zones occur between 100 - 1000 m depth beneath pro-
ductive waters (Lam, Doney, & Bishop, 2011). They persist due to high Oq
utilisation from the remineralisation of sinking organic particles and slow water
ventilation (Wyrtki, 1964). Definitions of the upper limit of dissolved oxygen
(DO) concentration for OMZs vary, however hypoxia is defined as < 0.2 mL Oq
L~ (Kamykowski & Zentara, 1990). OMZs contribute to 20 - 40 % of the global
oceanic Ny loss even though they make up only 0.1 % of the global ocean vol-
ume (Codispoti, 1995; Gruber, 2004; Lam et al., 2009). This is because they are
key areas for the removal of fixed nitrogen via the microbial processes of deni-
trification and anammox (anaerobic ammonium oxidation (Mulder et al., 1995))

(Paulmier & Ruiz-Pino, 2009).

OMZs have expanded over the past 50 years and are likely to expand further
with global change due to increases in temperature and slowing down in venti-
lation (Stramma et al., 2008; Cabré et al., 2015). OMZs are common at eastern
boundary upwelling systems, such as the Eastern Pacific and off the west coast
of Africa, because the high productivity is supported by upwelling nutrient-rich
waters. These productive areas are also areas of intense fishing activity that
may reduce with decreasing biodiversity from expanding OMZs (Stramma et al.,
2010). The Pacific OMZs near the equator are the thickest and deepest globally,
reaching depths of up to 3000 m. Understanding the biological processes in these

OMZs is important so we may predict how the global carbon and nitrogen cycles
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may change as they expand.

This study aimed at testing hypotheses 2 and 4, that lability (reactivity)
and oxidation of sinking POC is reduced in OMZs and responsible for the high
proportion of POC at depth. To do this fast and slow sinking particles were
collected from the Eastern Tropical North Pacific OMZ to measure the lability
or turnover of the POC by microbes within the OMZ, in collaboration with col-
leagues from Queen Mary University London. In parallel the POC concentration
and sinking rates were measured to determine POC fluxes. This is the first time
reactivity or carbon-specific respiration rate has been measured on slow sinking
particles. Also a more sophisticated method for measuring fast sinking particle
sinking rates using a FlowCAM was developed.

The hypothesis is that POC Teff and RLS will be high as commonly observed
in OMZs and the lability /microbial turnover of POC will be reduced within the
core OMZ. If the lability of particles is lower in OMZs, possibly due to more
refractory particles being exported above OMZs, then degradation rates will be
slower leading to a high RLS. Microbial turnover of POC may be reduced in the
low oxygen conditions, reducing the degradation rate of POC, also leading to a

high RLS.

3.3 METHODS

3.3.1 CRUISE LOCATION

Measurements were made in the Eastern Tropical North Pacific (ETNP) on-
board the RRS James Cook from 28th December 2013 until 10th February 2014
(Fig. 3.1). Particles were collected from 6 stations moving from onshore to off-
shore (Appendix Table B.1). Onshore stations were defined as those where the
bottom depth was < 600 m (stations 1 - 3) and offshore > 600 m (Kalvelage
et al., 2013) (stations 4 - 6). At each station a CTD was deployed with a flu-
orometer to identify the peak in fluorescence and an oxygen sensor to measure

the dissolved Oy concentrations.

3.3.2  SAMPLING THE MSC FOR PARTICLE FLUX

Giant (300 L) Marine Snow Catchers (MSCs) were used to collect sinking
particles from the upper mesopelagic zone (closed circles Fig. 3.1). These MSCs
only differ from the smaller 95 L volume MSCs by having a larger diameter (40
cm) and height (2 m) and more taps along the length of the MSC, including one
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Figure 3.1: MSC sampling location in the ETNP. Colour contours are
bathymetry from NOAA database. Closed circles and red station numbers
are MSC deployments for POC flux measurements and open circles are MSC
deployments for oxygen uptake incubations. Red dot on inset shows general
station location in relation to the Pacific Guatemalan coast (grey).

on the base section. Deployment depths started from 10 m below the subsurface
fluorescence maximum (as determined from prior fluorometer casts) to 350 m

water depth.

The MSCs were left to settle for 2 hours before being sampled. Once the
MSC reached the required depth it was closed by a messenger-release system
and immediately returned to deck. On deck an initial 2 L sample of water was
taken from the central tap on the top part of the MSC (¢0), representing the
homogeneous water column. After leaving the MSCs to settle for 2 h another
2 L of water was taken from the same central tap representing the suspended
fraction of particles (¢2) and 2 L from the base tap representing slow sinking
and suspended particles (2). Once the MSC had been emptied, a tray at the
bottom of the MSC containing the fast sinking particles was removed. The base
tray was taken inside the ship and any zooplankton swimmers removed using a

plastic 2 mL pipette.
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Figure 3.2: Schematic (not to scale) of FlowCAM set up for estimating
sinking rates adapted from Bach et al. (2012).

FAST SINKING PARTICLES

For fast sinking particles, photographs were systematically taken of the base
tray using a Veho VMS-004 USB digital microscope at 20 x magnification. Image-
J64 was used to both identify particles and measure their area and an Olympus
SZX16 microscope at 100 x magnification was used to manually classify particles
as either phytodetrital aggregates or faecal pellets. The POC mass was estimated
using the same method and conversion factors (Alldredge, 1998) as in Chapter

2.

FAST SINKING PARTICLE SINKING RATES

Fast sinking particle sinking rates were estimated using a FlowCAM following
a similar method to Bach et al. (2012). FlowCAMs allow for image particle
analysis; particles (phytoplankton, zooplankton, aggregates e.t.c) in in situ water
are usually syringed at a constant rate through a flow cell (cuvette) where high
resolution photographs are taken and the corresponding software distinguishes
between different particles (Sieracki et al., 1998). These photographs allow high
resolution measurements of abundance, size, shape plus particle identification

To analyse the sinking rate the FlowCAM setup was slightly modified so
instead of particles being syringed in at a constant rate they sank into the flow
cell at their natural in situ settling rate due to gravity (Bach et al., 2012). To
do this the syringe was replaced with a small funnel and the funnel/tube/flow
cell filled with in situ water. Particles were then placed individually into the

funnel and left to sink through the tube and flow cell. The tube was 4 inches
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long allowing a large distance between the funnel and flow cell for the particles to
settle at an undisturbed sinking rate (see Fig. 3.2 for similar set up by Bach et al.
(2012)). The distance the particle sank before entering the flow cell is equivalent
to a human crossing the lengths of two football fields.

The camera was set to take 7 photographs a second, meaning that more than
one photograph was taken of each particle as they passed it’s field of view (FOV).
The time taken for particles to pass through the FOV (number of photographs
taken of each individual particle at a rate of 0.12 seconds) was divided by the

length of the field of view (2 mm) to estimate sinking rate.

SLOW SINKING PARTICLES

Slow sinking particles were collected and their sinking rates measured in the

same way as in Chapter 2, section 2.3.4.

PARTICLE FLUX

Fast and slow sinking POC fluxes were calculated following the same flux

equation as in Chapter 2, equation 2.6.

3.3.3 ESTIMATING THE REACTIVITY OF PARTICULATE ORGANIC CAR-
BON BY MICROBIAL OXYGEN UPTAKE

Separate MSC deployments were made
(open circles, Fig. 3.1) between 40 and 250 m
to collect particles for microbial oxygen con-
sumption using the same sampling method as
for flux estimates. Swimmers and large (vis-
ible) organisms were removed from the base
tray leaving only the particles and microbial
organisms. 400 mL of water from the base
(slow sinking and suspended particles) and the

middle tap (suspended particles) were filtered

through a GF/F (Whatman) for subsequent

clemental analysis. Figure 3.3: Unisense micro-
respiration system setup for oxy-

gen uptake of particles in a wa-
(Unisense) was used with an eight-chamber o path.

A dedicated micro-respiration system

rack secured in a water bath at 24 °C. Eight glass micro-respiration chambers (4
x 4 mL and 4 x 2 mL) were each fitted with a disc of fine mesh at their base to

separate the underlying glass-coated magnetic stirrer from the fragile particles.
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Fast sinking particles and their associated water from % of the base tray, were
transferred to four chambers (two 4 mL and two 2 mL); water collected from
the base of the MSC (slow sinking and suspended particles) was placed in two
chambers (one 4 mL and one 2 mL) and water from the middle tap (suspended
particles) in the remaining two chambers (one 4 mL and one 2 mL). The chambers
were sealed and placed in the water-bath to equilibrate to temperature (24 °C)
for 20 minutes in the dark before the first measurements of oxygen were made.
A rapid-response, micro-oxygen electrode (OX 20, Unisense) was then lowered
through the capillary in the chamber lid and data logged in each chamber for
30 seconds, every 30 - 40 minutes for ca. 4 hours. The Unisense electrode had

previously been calibrated using 0.1 M NaOH and ascorbic acid.

Rates of oxygen consumption, for each fraction (suspended, fast and slow
sinking) in each chamber, were calculated using linear regression in R, where
the rate is the fitted slope between oxygen uptake and time. Incubations with
non-significant (p > 0.05) slopes were removed before continuing. Linear-mixed-
effects-modelling (Zuur et al., 2009) was used to characterise the overall rates
of oxygen consumption in both the fast and slow sinking particles. Rates on
slow sinking and suspended particles were indistinguishable so treated as one
fraction. ‘Time’ and ‘particle-fraction’ were fitted as fixed effects, with random
slopes and intercepts for both ‘chamber’ and ‘MSC’ where appropriate. Rates
of consumption for slow sinking particles were subtracted from their respective

parallel fast sinking fraction rates.

In total 88 measurements of oxygen consumption were made, 12 of which had
non-significant t-values for their slope (rate) estimates. These 12 ‘non-significant’
data-sets were used in a linear-mixed-effect model to give a best estimate for the
limit of detection (LOD). Accordingly, the estimated LOD was -0.31 uM h~! (s.e.
0.15, t = -1.99, p = 0.047) which, although marginally significant, is an order of
magnitude lower than the mean rate for both fractions and an order of magni-
tude greater than that determined with an ultrasensitive STOX (switchable trace
amount oxygen) sensor for raw, unadulterated, or non-concentrated, seawater of
up to 0.085 pmol L= h=! (Tiano et al., 2014). Hence, only significant rates of
oxygen consumption in seawater could be measured because the particles were

concentrated by settling in the MSC.

At the end of each incubation all of the fast sinking particles were collected
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from each chamber and frozen for elemental analysis. Upon return to the UK,
the fast sinking particles were transferred directly to tin-cups, whereas the slow
sinking and suspended filters were sub-sampled. The tin-cups were combusted
at 1000 °C in an elemental analyser (Sercon Integra 2), along with respective
standards and blanks to quantify the organic carbon content. Once normalized
to their respective chamber volumes, the carbon-specific respiration constants
were estimated: k (h™!) = gmol Oz chamber=! h=! / umol C chamber~!. The
data were examined for any effect of chamber volume or the initial oxygen con-

centrations on final estimates of k£ (Appendix Fig. B.3).

3.3.4 MODELLING FLUX THROUGH THE MESOPELAGIC

To determine the extent of microbial turnover of POC in OMZs the attenu-
ation of POC with depth by microbes (from estimates of k) was compared the
measured POC attenuation (k). The exponential function (as outlined by Boyd
& Trull (2007)) was used to calculate the remineralisation length scale (RLS; the

exponent z*, equation 3.1):

F(2) = F(z) % e*7%/%%) (3.1)

where F(z) is the flux at depth z, F(z) is the shallow reference flux at depth
20 and z* is the RLS or the depth (m) by which 63 % of the flux had been
remineralised. One mean z* was calculated for each sinking fraction onshore and
offshore. Thus four flux profiles were made by taking the mean POC flux at each
depth and fitting to equation 3.1, setting the shallowest observation to F(z).
To calculate z* using microbial POC turnover or the k constants, the following
equation was used:

2k =

2 (3.2)

where w is the mean calculated sinking rates (m d=!) for each profile and k is

mean microbial carbon-specific respiration i.e. POC turnover (d~!).

TEMPERATURE CORRECTIONS

Both sinking rate and microbial oxygen uptake were measured at 24 °C, which
is higher than the in situ water temperature the particles were collected from (10
- 20 °C). Therefore the effect of temperature was corrected for. For k the Qio
relationship where an increase in 10 °C increases respiration by a factor of 2.5

was used, which is equivalent to an activation energy of 0.65 eV (Yvon-Durocher
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Figure 3.4: Concentrations of a) upper ocean dissolved Oy (umol kg=1t)
across all stations and b) mean POC (ug L™!) on- and offshore at the export
depth (40 - 70 m) and the deepest depth sampled (220 - 350 m). Note the
the grey polygon in a) is the bathymetry and the log y-axis in b). In b) the
fast sinking particle concentrations are in dark grey, slow sinking in mid-grey
and suspended in light grey. The numbers in black are mean concentrations
for each fraction and in red the total mean of all fractions.

et al., 2012). For sinking rates an increase in 9 °C results in a 40 % increase
in sinking rate (Bach et al., 2012). These corrected values were used to model
(equation 3.1) POC flux through the upper mesopelagic zone assuming microbial
POC turnover was the only remineralisation pathway. All presented errors are

one standard error of the mean.

3.4 RESULTS AND DISCUSSION

3.4.1 PARTICULATE ORGANIC CARBON CONCENTRATION IN AN OXY-

GEN MINIMUM ZONE
Off the coast of Guatemala the Eastern Tropical North Pacific OMZ had a

steep upper oxycline at 50 m (Fig. 3.4 a) and a lower oxycline at 950 m, below
which dissolved oxygen (DO) concentrations increased. By 120 m in both the
onshore (bottom depth < 600 m) and offshore (bottom depth > 600 m) regions

(Kalvelage et al., 2013), the DO concentrations were between 2 - 4 ymol kg~!,

—1ie. the limit of detection for

with the lowest DO concentration (1.9 pmol kg
the Seabird sensor) at station 4, at 350 m depth.

Total POC concentrations ranged from 65 to 214 ug L~! (Appendix Table
B.2) in the upper mesopelagic zone (40 - 350 m), with suspended particles consis-

tently forming the largest fraction (Fig. 3.4b). Generally, concentrations of fast

sinking particles were lowest apart from at depth onshore, where the concentra-
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tion of fast sinking particles was 0.5 pug L™! or 56 % larger than the slow sinking
fraction. This is consistent with the findings of Riley et al. (2012), who used

MSCs and observed that the majority of mesopelagic particles were suspended.

3.4.2 ESTIMATED FAST SINKING RATES USING THE FLOWCAM

Using the FlowCAM to estimate fast particle sinking rates resulted in rea-
sonable estimates. Sinking rates ranged from 5 to 745 m d~!, with a mean of
116 (4 0.18) m d~!. In total 810 particle sinking rates were estimated using
the FlowCAM, compared to the 161 particles measured in Chapter 2 using a
measuring cylinder.

For each estimated particle sinking rate there is parallel information about
the particle including equivalent spherical diameter (ESD), width, length, trans-
parency and aspect ratio. These parameters are automatically assigned by the
software. The photographs were used to identify the particle type such as phy-
todetrital aggregate, faecal pellet, pteropod, zooplankton exoskeleton e.t.c (see
Chapter 4, section 4.4). Plus the depth and area (onshore or offshore) for each
particle were known. The size (as ESD) of the particles ranged from 32 to 2424
pm, with an average ESD of 489 pm (£ 0.47 pm).

Slow sinking particles, by design, were also in the base tray water containing
the fast sinking particles. Hence rates < 20 m d~! that are considered slow
sinking (Riley et al., 2012), were recorded by the FlowCAM. Estimates had a
similar range as in Chapter 2 from the Southern Ocean but with a lower mean.
Rates are also similar to those determined by observations elsewhere (Asper,
1987; Alldredge, 1998; Alonso-Gonzalez et al., 2010; Riley et al., 2012; Iversen
& Ploug, 2013), with Alldredge (1998) estimating an extremely similar mean of
117 m d—'. This consolidates that the FlowCAM can be a very efficient method

of estimating reasonable particle sinking rates.

APPLICABILITY OF THE FLOWCAM

Some of the main benefits of using the FlowCAM include the ease, speed
and number of particles that can be measured. Another huge benefit compared
to the previous method is that even small particles not visible to the naked eye
are included in this analysis. Consequently a greater range of particle size was
measured.

As with every method there were some disadvantages that with more time

could be improved. For instance large particles could get stuck on the flow cell



3.4. RESULTS AND DISCUSSION 67

a b o
@ e oo . . (b) F 4 rFeoss
o p <0001
2 -
« _ 8
o o o
t E &1
o o e
g« g g _
g 8 « .
B :
T S 2
] w ] ® @
I i i .
2 c 8 (17
g § ° L LF }
- o | = ! | ..
- 2 i{ -
3 .
p <0001
T T =T T I
0 500 1000 1500 2000 2500 0 500 1000 1500 2000 2500
ESD (um) ESD (um)

Figure 3.5: Estimated particle sinking rates (corrected for temperature)
against size (ESD) for a) all estimates, note the log of the y-axis and b) the
mean estimated sinking rate of particles in each ESD bin (50 pm). Error
bars are standard error of the mean and the grey shaded area is where the
relationship between sinking rate and ESD breaks down.

wall, slowing their sinking time through the cell. This could be overcome by
using a flow cell with a larger depth (> 2 mm), however this may cause issues
with smaller particles becoming unfocussed in the greater depth of the cell. Bach
et al. (2012) only measured particles smaller than 400 gm in ESD, which is
much smaller than the largest particle measured here. Additionally their highest
sinking rate accurately measured was only 200 m d~! as the short distance the
particles sunk through the FOV made it hard to track very fast sinking particles,
even at the highest frame rate (Bach et al., 2012). However, in this study only
15 % of particles measured sank at speeds greater than 200 m d—', and only 10
% sank at rates greater than 250 m d .

Another problem was that particles stuck to the inside wall of the tube before
they entered the flow cell. This meant that other particles sinking behind them
could stick to them forming a larger particle than naturally formed in situ. This
could be improved by using a tube made of PTFE (Polytetrafluoroethylene)
which has no electrical charge, thus the particles should not stick to the side of

the tube.

CONTROLS ON SINKING RATES

All particle sinking rates were estimated at a temperature of 24 °C, however
the in situ water temperature was lower and ranged from ca. 10 to 20 °C over
the depth range the particles were sampled from. Temperature corrections were

made as discussed in the methods section 3.3.4. Temperature corrected rates
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ranged from 4 to 715 m d~! with a mean of 100 + 4.3 m d~'. Therefore the in
situ decrease of temperature caused a mean decrease in sinking rate of 16 m d—!.

Subsequent analysis only presents the corrected sinking rates.

One of the main factors believed to control particle sinking rates is particle
size (Alldredge & Gotschalk, 1989; Guidi et al., 2008; Alonso-Gonzalez et al.,
2010; Iversen & Ploug, 2010; McDonnell & Buesseler, 2010), with models us-
ing phytoplankton size class to determine subsequent particle sinking rate (Yool
et al., 2011; Aumont et al., 2015). In the ETNP there was a weak effect of size
(ESD pm) on sinking rates (Fig. 3.5 a, r = 0.3, p < 0.001, note the y-axis is
log-scaled) when comparing the entire data set. For small particles (< 500 pum,
Fig. 3.5 a) there was a large range in particle sinking rate however larger particles
generally sank only at high rates, greater than 30 m d~!. To reduce the scatter
the ESD was binned into 50 gm width bins and the mean sinking rate calculated
for each bin (Fig. 3.5 b). This showed that when particle size was small (ESD
< 1250 pm) there was a highly significant relationship between size and sinking
rate (w, r = 0.86, p < 0.001, white area of Fig. 3.5 b, equation 3.3).

In(w)(md™") = 1.9 4 (0.44 x In(gsp)) (3.3)

Above this size the relationship broke down (grey-shaded area of Fig. 3.5
b). This could be because the size of large particles was not enough to control
sinking speed. However, fewer (37) particles were measured with ESDs > 1250
pm, with many more (773) measured with ESDs below 1250 gm. Thus the n-
value might control this relationship and if more larger particles were measured
the relationship between particle size and sinking rate may be extended to large
particles. Non-linear binning by ESD, such that each bin was 1.5 x greater than
the previous, continued the relationship between ESD and sinking rate even at
ESDs larger than 1250 ym (Appendix Fig. B.1). Yet this reduced the n-value
from 810 to just 8.

Using the relationship from equation 3.3 the sinking rate at 1250 pym is 157
m d~!. This is close to the maximum rate of 200 m d~! that Bach et al. (2012)
found could produce reliable sinking rates. For the purpose of estimating carbon
flux all sinking rates have been included, as particles in situ can sink much
faster than 200 m d~! (Alonso-Gonzalez et al., 2010). To analyse what might

be controlling sinking rate, only particles with a rate between 20 and 200 m d—!
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Figure 3.6: Mean estimated particle sinking rates, for particles sinking with
a rate between 20 and 200 m d~!, at a) each depth sampled where error bars
are standard error of the mean and b) box and whisker plot of sinking rates
for phytodetrital aggregates (PDAs) and faecal pellets (FPs).

have been used, giving a reduced mean of 70 + 1.7 m d—L.

There was no overall effect of sample depth on mean sinking rates (Fig. 3.6).
Sinking rates generally declined from 40 m to 150 m and then increased with
depth below this. To test other factors that may influence fast sinking rates
analyses of variances (ANOVAs) were performed to test the effect of the type of
particle, the area collected from (on/offshore) and the time of day (day/night).
Sinking rates were log-transformed to fit a normal distribution for analyses.
There was no individual effect of either the type of particle, sampling area or
time of day on fast sinking rates (p > 0.05). Although comparing just particles
that were PDAs or FPs (80 % all particles, Chapter 4) showed that PDAs sank
significantly faster (61 m d=!) than FPs (51 m d~!, t—-2.32, df = 154, p < 0.05).
This is similar to the result from the Southern Ocean where PDAs also sank

significantly faster than FPs.

To summarise the FlowCAM was a useful tool to measure the sinking rates
of 100s of particles without any limit on the size of particle. Particles could
also be identified from the images and assigned individual sinking rates (Chapter
4). Sinking rates produced were of a similar range to other studies. Of the
parameters tested, the size of particle had the greatest effect on sinking rate on
particles smaller than 1250 pgm. This is a method which I strongly recommend

should be further developed and made part of the standard protocol in particle
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Table 3.1: Mean sinking rates (w) and observed and estimated (by micro-
bial Og uptake) remineralisation length scales (z*’s) for fast and slow sinking
particles. NA is where there was no net attenuation of POC flux with depth,
as it actually increased at intermediate depths. Offshore the microbial z* is
close to that observed for the fast sinking particles but is much higher than
the observed onshore.

Fast sinking particles Slow sinking particles
Area w Observed Microbial w Observed Microbial
(md=1)  z* (m) z¥(m) | (md7!) 2*(m) z* (m)
Onshore 171 76 874 4 NA 0.5
Offshore 104 357 532 9 27 1.3

flux studies at NOCS.

3.4.3 FAST AND SLOW SINKING PARTICLE FLUXES
Fast sinking POC flux peaked onshore (78 - 350 mg C m~2 d~!, compared

to 37 - 122 mg C m~2 d~! offshore) and decreased with depth both onshore
and offshore (Fig. 3.7 a, Appendix Table B.3). Overall the mean fast flux was
116 + 2.6 mg C m~2 d~!. Fast sinking particles mostly comprised phytodetrital
aggregates (PDAs) and faecal pellets (FPs), with PDAs forming the largest flux
at the base of the mixed layer onshore (Appendix Fig. B.2). The composition of
these particles is further discussed in Chapter 4.

The greatest attenuation of fast sinking POC flux occurred onshore with rapid
attenuation in the upper 150 m of the water column. This gave a short mean
RLS (2*) of 76 m (Table 3.1) and a low mean (32 %) transfer efficiency (Teff).
Offshore (Fig. 3.7 a), a higher proportion of POC was preserved with depth (Teff
= 52 % and z* = 357) thus this POC flux profile was similar to others observed
in OMZs (Martin et al., 1987; Hartnett et al., 1998; Keil & Cowie, 1999; Devol
& Hartnett, 2001; Van Mooy et al., 2002; Roullier et al., 2014; Keil et al., 2016).
This RLS is much longer than occurs in fully oxic waters of a similar temperature;
the Marsay et al. (2015) function, (z* = z * T') suggests that z* in the ETNP
should be ca. 100 m, close to the observed onshore z* of 76 m. It is possible to
conclude that the offshore environment is characterised by an efficient transfer
of material through the midwater region, similar to that found in other anoxic
regions, and different to that found in oxic waters.

Slow sinking POC flux was higher offshore (0 - 345 mg C m~2 d~!) than
onshore (0 - 168 mg C m~2 d~!, Fig. 3.7 b, Appendix Table B.3), with an

overall mean of 49 + 2.2 mg C m~2 d~!. As with fast sinking flux, the slow
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Figure 3.7: Particle fluxes (mg C m~2 d~!) in the ETNP a) fast sinking,
b) slow sinking and c) total sinking flux. Stations to the left of the vertical
dashed line were classed as onshore and to the right offshore.
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sinking flux decreased with depth offshore (Fig. 3.7 b, Teff = 16 %, z* = 27
m, Table 3.1), whereas onshore, it increased at intermediate depths (Teff = 200
%, z* = NA). Increases of POC flux at depth were either due to the in situ
generation of small particles via the interior fragmentation of large, fast sinking

particles or due to the resuspension of material from the seafloor.

Both fast and slow sinking particle fluxes peaked at 350 mg C m=2 d~ !,
which is much higher than the maximum fluxes observed in the Southern Ocean
in Chapter 2 (90 mg C m~2 d=1). Here in the ETNP the total sinking flux (fast
plus slow sinking) ranged from 35 to 478 mg C m~2 d~! with a mean of 165 +
3.4 mg C m~2 d~! (Fig. 3.7 ¢, Appendix Table B.3). Van Mooy et al. (2002)
measured reduced fluxes of ca. 48 to 120 mg C m~2 d~! in the ETNP, possibly
because their shallowest sampling depth was 130 m, 90 m deeper than where the
high fluxes were found in this study. Keil et al. (2016) also observed lower fluxes
of 3 to 36 mg C m™2 d~! in the Arabian sea OMZ, while primary production
rates were much higher (815 - 1380 mg C m~2 d~! (Lee et al., 1998)) than during
this study, here estimated from satellite (483 - 629 mg C m~2 d~!) (Behrenfeld
& Falkowski, 1997). The higher fluxes observed here at sites with lower primary
production rates also suggests an inverse relationship between primary produc-
tion and export, as observed in the Southern Ocean. Unfortunately the primary
productivity range is too small to test this hypothesis in this area. Both of the
other studies used sediment traps, which likely underestimate slow sinking POC

flux.

3.4.4 MICROBIAL CARBON SPECIFIC TURNOVER

Here the first direct measurements of oxygen consumption in two fractions
of sinking organic particles from short incubations between 40 m and 200 m are
presented. The water recovered with the particles from below 120 m was almost
depleted (< 2 pmol kg™') in oxygen. There was a detectable and measurable
change in oxygen in 76 out of 88 incubations (Fig. 3.8 a), down to 0.3 uM h™1.
To measure the microbial turnover of the particles, temperature and oxygen were
kept constant. The incubations were not aerated to limit the disaggregation of
particles, but the water would have become oxygenated during sampling. There
was no effect of initial oxygen concentrations or chamber volume on k (carbon-
specific respiration rates) for either the fast or slow sinking fractions (Appendix

Fig. B.3).
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Figure 3.8: Oxygen consumption, turnover and stoichiometry of particles.
Data and plots by Mark Trimmer. a) overall estimates for change in oxy-
gen concentration with time. The data are standardised to account for the
random intercept fitted to each MSC deployment and incubation chamber.
The slope between the two fractions is significantly different to the LOD.
b) k (Logip, h™!) calculated by normalising the oxygen uptake rates, prior
to temperature corrections, by POC from c) the amounts of POC and PON
(mol) in each incubation chamber. Orange triangles and grey circles are fast
and slow sinking fractions respectively and green is the limit of detection

(see Methods section 3.3.3).
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Table 3.2: Overall estimates of k (logig, h™!) prior to temperature correc-
tions.

Coefficients Estimate s.e t value p
k h~! Fast -2.05 0.07 -27.53 < 2e-16
A k h™! Slow v Fast 1.70 0.12 1397 < 2e-16

There is some evidence that k (Table 3.2), measured at 24 °C, increased with
depth (Fig. 3.8b) but this is most likely an artefact from measuring k at constant
temperature, as temperature changes with depth. Further, the residuals from an
ANCOVA (analysis of co-variance) testing the affect of depth should not show
any obvious pattern (Appendix Fig. B.4 and Table. B.4). Therefore the results

are interpreted assuming microbial POC turnover is constant with depth.

The mean temperature-corrected fast sinking k& estimate (0.13 + 0.01 d—!,
here reported in d~! to allow for comparisons) is within the reported global (and
oxic) literature range of 0.01 - 0.5 d~! (Ploug & Grossart, 2000; Ploug et al.,
2008; Iversen & Ploug, 2010; Collins et al., 2015; Mcdonnell et al., 2015; Belcher
et al., 2016), and indistinguishable from those reported at a similar temperature
by Iversen & Ploug (2013). Further, Van Mooy et al. (2002) also found that
microbes degraded carbon at a similar rate in oxic and suboxic conditions and
more recent work suggests heterotrophic bacteria biomass production and growth

rates are not affected in OMZs (Piontek et al., 2016).

However particles in OMZs are chemically reduced compared to those in the
above oxygenated waters, which may affect these microbial respiration rates.
Currently most, if not all, published studies have looked at the effect of chang-
ing oxidation states on remineralisation in the sediments; for instance oscillating
redox which occurs in bioturbation of sediments by tubeworms. Aller (1994) ex-
posed sediment over 28-days to oxic, anoxic or a combination of the both (anoxic
with 2 or 3 2-day periods being oxic) and found the percentage of total carbon
and nitrogen in the sediment was lowest under oxic conditions, increasing through
the oxygen exposures with the highest percentage remaining under anoxic condi-
tions. This suggests introducing reduced particles to oxic waters may increase the
degradation of organic carbon, thus our results may overestimate carbon-specific
respiration rates. However, the results by Aller (1994) were not significantly

different between conditions at the 95 % level.

Over a longer time period (2 years) (Reimers et al., 2013) found oscillating
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redox environments did not produce different degradation rates of organic matter
in sediments and rates of electron fluxes were similar over the two year experi-
ment. Our introduction of particles to oxygen was on a much shorter timescale
(< 0.5 days) than these studies and this may be where the effect of increasing
oxygen is greatest. Nonetheless, particles were collected from 40 - 250 m in this
study and ‘normal’ oxygen levels persisted in the upper 100 m. Yet there was
no significant change on carbon-specific respiration rates with depth. If the ex-
posure to oxygen was likely to have a large effect on these results then particles
where oxygen was at the limit of detection or absent (> 120 m) should have
a significantly higher carbon-specific respiration rate than those in the upper
oxygenated waters. Additionally, our measured rates were corrected for changes
in temperature, reducing mean fast sinking k& by over half and the mean slow
sinking k£ by one order of magnitude. Thus when using the k value to estimate
microbial degradation of POC in the OMZ the rates used are vastly lower than
those measured. As mentioned, the effect of oxidation state on particle reminer-
alisation has only been studied in the sediments, yet is equally important in the
water column in OMZs; particularly areas with seasonal OMZs where oscillating

redox environments may alter degradation rates of organic matter.

The novel estimates of slow sinking POC turnover were much more rapid
(mean temperature-corrected k = 5 4+ 0.4 d=!). There was at least a one-order
of magnitude difference in the rate at which the two fractions were potentially
turned over (Table 3.2); with the carbon in the slow sinking particles poten-
tially being completely remineralised in less than a day, whilst the fast sinking
fraction could take up to 8 days to be remineralised. These are the first ever
observations of respiration rates on slow sinking particles - previously k£ has only
been measured on large, fast sinking particles, and often on laboratory-produced
aggregates (Ploug & Grossart, 2000; Ploug et al., 2008; Iversen & Ploug, 2010,
2013). These elevated rates likely result from the higher surface area to volume
ratio of slow sinking particles, which allow their rapid colonization by free-living
bacteria. For instance it is estimated the concentrations of particle-attached
bacteria are 100 - 1000 x higher than free-living bacteria, even though only 10
- 15 % of the population are generally attached (Fenchel et al., 1998; Herndl &
Reinthaler, 2013).

The extremely high turnover rates, coupled to the observation that reactivity
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is constant with depth, suggest that slow sinking particles in the mesopelagic
zone (100 - 1000 m) are generated there (they are respired too fast and sink too
slowly to be surface-derived). For instance, if a particle sinking at 5 m d~! is
turned over at a rate of 5 d=!, it would only sink 1 m before the carbon was
completely remineralised. A suggested mechanism for their production is via
the fragmentation of larger, fast sinking particles (Alldredge et al., 1990; Mayor
et al., 2014). Recent work suggests that in temperate, oxic waters zooplankton
fragment around 50 % of the sinking particles prior to their consumption by
microbes (Giering et al., 2014). This fragmentation likely produces the observed
bimodal distribution of sinking velocities with the bulk of the material either
sinking fast (> 100 m d~!) or slow (< 10 m d=1). Evidence of this is seen by the
conservation of the POC:PON ratio (Fig. 3.8 ¢) between fast and slow sinking
particles. Currently in biogeochemical models slow sinking particles are only
formed in the upper ocean from small phytoplankton, with no fragmentation

pathway (Yool et al., 2011).

3.4.5 MICROBIAL VS. NON-MICROBIAL REMINERALISATION

Coupling these turnover rates to sinking rates predicts an offshore profile of
fast and slow sinking loss close to that observed (Figs 3.9 a & b), with micro-
bial turnover of the fast sinking fraction, be it aerobic or anaerobic, explaining
70 % of the observed reduction in downward flux, with a more minor role for
disaggregation.

This situation differs considerably from that in temperate (Giering et al.,
2014) and polar (Chapter 2) oxic waters where the main sink for fast sinking
particles is zooplankton mediated consumption or disaggregation. Wishner et al.
(2013) show that zooplankton are almost entirely absent from offshore OMZ
waters and Williams et al. (2014) suggest that the few zooplankton that are there
feed on surface-derived material. Further, zooplankton metabolic processes, such
as respiration and excretion, are reduced in low dissolved oxygen concentrations
(Kiko et al., 2016). These factors account for the high proportion of fast sinking
POC at depth observed, with the minor fraction of particle loss not attributable
to microbial remineralisation being caused by abiotic fragmentation.

Onshore, the fraction of fast sinking POC loss attributable to microbial
turnover is much lower (ca. 10 %), consistent with the lower RLS. Therefore,

either both zooplankton fragmentation and behaviour in the dynamic near shore



3.4. RESULTS AND DISCUSSION 7

Fast sinking - normalised POC flux Slow sinking - normalised POC fux
0.0 02 04 06 08 10 0.0 0.2 04 06 08 1.0
(a) 1 1 1 1 1 | (b) ] 1 1 1 | |
& 4 = Observed B
2 = = Microbial 8
- g -
& 1 & 1
g g -
8 g 1
? 4 3
L L
g - Offshore g - Offshore
0.0 02 04 06 08 10 0.0 0.2 04 0s o8 1.0
(c) Il 1 1 1 1 1 (d) 1 1 1 1 1 1

I
1

1

I

1

1

1

d

A

1
1

Depth (m)

400 350 300 250 200 150 00 50
A
Depth (m)

400 350 300 250 200 150 100 50
1

'l

Figure 3.9: Observed (solid line) and predicted, assuming constant k es-
timated from microbial Oy uptake (dashed line), normalised POC flux pro-
files through the upper mesopelagic zone offshore for a) fast sinking (orange
shading) and b) slow sinking particles (grey shading) and onshore for c) fast
sinking and d) slow sinking particles. The shading highlights the difference
between the two flux profiles, with a larger shaded area indicating greater
discrepancy between the two profiles.
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environment are less impacted by low oxygen concentrations or the more ener-
getic environment of the shelf leads to higher levels of abiotic disaggregation,
with the latter being more plausible. In this area the predicted slow sinking flux
did not match the observed flux, likely due to high resuspension of slow sinking

particles from the seafloor in this upwelling region (Fiedler et al., 1991).

Heterotrophic microbes can include nanoflagellates, ciliates, bacteria, dinoflag-
ellates and some small (< 200 gm) metazoans (Olson & Daly, 2013). They have
an integral role in the cycling of elements via the microbial loop (Azam et al.,
1983), where organisms tend to utilise particles or other organisms one order of
magnitude smaller than themselves, thus organic matter is inefficiently returned
to the main food web. To be able to metabolise at such low oxygen concentra-
tions in the OMZ the microbes must be highly adapted (Wright et al., 2012). For
instance, in the Equatorial Tropical South Pacific the bacterial community was
much more diverse in the OMZ than at the oxic surface (Stevens & Ulloa, 2008)
and only a small number of macrobiota could exist in the OMZ (Ulloa & Pantoja,
2009). It is often thought that small phytoplankton/particles are only recycled
in the microbial loop and not exported; however, here smaller, slowly sinking
particles are exported and form an important part of the flux (Richardson &
Jackson, 2007). Further, microbes are remineralising even the larger fast sinking

particles and offshore are responsible for the majority of POC remineralisation.

This study has shown that potential microbial remineralisation of POC is
not reduced in OMZs (hypothesis 2), that the lability of POC is not reduced,
is constant with depth and consistent with measurements from fully oxygenated
waters (hypothesis 3) and finally that nitrogen-rich material is not preferentially
consumed as the POC:PON (8.3) ratio was similar to the Redfield ratio (Red-
field, 1934) of 6.6 (hypothesis 4). This leaves hypotheses 1 and 5, the changes
in zooplankton behaviour or the addition of material via chemoautotrophy, as

possible explanations for a high RLS in OMZs.

One chemolithoautotropic process is the use of oxidants to detoxify hydrogen
sulphide leading to carbon fixation. Schunck et al. (2013) observed a sulphide
plume in the Eastern Tropical South Pacific (ETSP) which produced high rates of
carbon fixation, up to 30 % of photoautotrophic carbon fixation. However these
rates occur only if a hydrogen sulphide plume persists which are sporadic, thus

unlikely to explain the consistent pattern of high proportions of surface-produced
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Figure 3.10: BCPeff for the fast particles (closed circles) and total sinking
particles (open circles) offshore (red) and onshore; estimated by plotting Teff
against PEeff. Contours represent the BCPeff (proportion of mixed layer
primary production at depth) and error bars standard error of the mean.

POC through OMZs. Another chemolithoautotrophic process, anammox, is ele-
vated in onshore shelf OMZs in the ETNP compared to offshore OMZs and occurs
at nanomolar rates (< 225 nM d=1) (Kalvelage et al., 2013), thus is unlikely to
be solely responsible for the high RLS observed offshore. Loscher et al. (2016)
also observed that fixation of nitrogen and carbon in OMZ eddies was higher
onshore in young coastal waters in the ETSP.

Thus changes in zooplankton behaviour (hypothesis 1), mostly the reduced
daytime depth of the diel vertical migrators (Bianchi et al., 2013) and the low
resident populations in the OMZ core (Wishner et al., 2013), are responsible
for the high proportion of surface-produced POC at depth in OMZs. Evidence
for this is given for the high proportion of degradation attributed to microbes

through the OMZ.

3.4.6 BIOLOGICAL CARBON PUMP EFFICIENCY

The efficiency of the biological carbon pump (BCP), BCPeff, is the fraction of
primary production (PP) that reaches the deep ocean (Buesseler & Boyd, 2009),
here the sea floor onshore and 350 m offshore. Comparing PEeff and Teff is a
useful tool in assessing BCPeff as shown in Fig. 3.10, where the contours repre-
sent BCPeff. BCPeff was similar for fast sinking particles onshore and offshore
at 10 %. Offshore there was a high Teff where > 50 % of exported material
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made it to the deep ocean, however a low PEeff of < 20 %. This is as predicted
by Henson et al. (2012) and other authors for low latitude environments, where a
small amount of PP is exported but a large proportion of this reaches the interior
ocean. Onshore more fast sinking particles were exported but less reached the
deep ocean (Fig. 3.10, closed circles).

When including the slow sinking as well, providing the total sinking flux,
the BCPeff increases to ca. 15 %, due to increases in PEeff both onshore and
offshore (Fig. 3.10, open circles). The total sinking Teff onshore is similar to the
fast sinking but including the slow sinking offshore decreases Teff by ca. 20 %.
This is because slow sinking particles are exported but remineralised quickly so
BCPeff is rarely greater than 40 %. So a high Teff may not be that important in
sequestering POC to the deep ocean at equatorial OMZs. However the majority
(78 %) of field data from the meta-analysis by Buesseler & Boyd (2009) had
lower BCPeffs than in the ETNP, with the closest stations to 15 % being K2 in
the North Pacific (2005) and station KIWT in the Pacific Southern Ocean (1997).
Both these sites are at high latitudes, with very different oceanic systems to the

ETNP.

3.5 SUMMARY

Sinking rates, fluxes and microbial turnover of fast and slow sinking POC
have been combined to understand the processes which lead to a high transfer
efficiency of POC in OMZs, and to test the efficiency of the biological carbon
pump. The FlowCAM is an extremely useful way of measuring the sinking rates
of particles and showed the size of the particles influenced sinking rate.

The importance of collecting and measuring the flux of slow sinking particles,
which are often ignored (Herndl & Reinthaler, 2013), is shown. Slow sinking
particles represented ca. 40 % of the exported flux and increased PEeff and
overall the efficiency of the biological carbon pump, but reduced Teff because
they are turned over so rapidly by microbes.

Microbes dominated remineralisation of fast sinking particles resulting in a
high proportion of POC passing through the OMZ, likely due to the absence of
large heterotrophs from the core OMZ waters. This absence reduces the frag-
mentation of large to small particles and thus indirectly reduces remineralisation.
The role of zooplankton in the biological carbon pump will become increasingly

reduced with further expanding OMZs under a changing climate, leading to an
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even higher proportion of POC at depth. Numerical models suggest that this
is associated with increased carbon storage, hence expanding OMZs will likely
cause ocean biological processes to play an enhanced role in storing carbon in
the ocean, away from the atmosphere. This represents a negative feedback on
climate change that numerical models, which typically simulate remineralisation

rather poorly, need to incorporate into future structures.
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Chapter 4

Particle composition in the

Eastern Tropical North Pacific

4.1 OVERVIEW

In this chapter the composition of particles from the Equatorial Tropical
North Pacific (Chapter 3) are determined. This is done first morphologically
using images and then biochemically using lipids as biomarkers. Particle lipids
are used to: compare the composition of mixed layer and exported particles; to
infer how particles are formed; assess how the lability of particles changes with
depth and determine if zooplankton diel vertical migration is influencing particle

composition.

4.2 INTRODUCTION

A high proportion of surface-produced organic carbon reaches the deep ocean
in OMZs (Van Mooy et al., 2002; Keil et al., 2016) including in the Eastern
Tropical North Pacific (ETNP, Chapter 3). Coupling particulate organic carbon
measurements with microbial oxygen uptake measurements showed that offshore
in the ETNP microbial organisms, adapted to the low Oy environment, were
largely responsible for the attenuation of particle flux. Crustaceous zooplankton
have a limited role in reworking particles in the mesopelagic zone (100 - 1000 m)
in the ETNP as vertical migration is reduced in oxygen minimum zones (OMZs)
(Bianchi et al., 2013). Thus the hypothesis is that the high proportion of flux
through OMZs globally is due to a large reduction in zooplankton processing in
the biological carbon pump (BCP) compared to oxygenated waters (Fig. 4.1).

Moreover the finding that slow sinking particles are turned over so rapidly (<

83
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Figure 4.1: Oxic (a) and OMZ (b) biological carbon pump. Solid red arrows
represent flows of POC and dashed red arrows remineralisation to DIC. In
the oxic BCP zooplankton interact with particles at the surface and deeper
in the water column. In the ETNP where an OMZ exists in the mid-water
column zooplankton only interact with particles in the upper oxic waters.
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Phytoplankton

- -

Figure 4.2: Interactions between sinking particulate organic carbon (POC).
Specifically shown are transformation pathways for fragmentation from fast
to slow sinking and slow sinking to suspended particles, plus aggregation.
The large red arrows show the dominant route of export and flux in temperate
and polar latitudes via fast sinking particles.

1 day) but are present at depth (> 100 m) shows they must be produced at depth
via disaggregation (Alldredge et al., 1990) or fragmentation (Lampitt et al., 1990)
from larger fast sinking particles (Chapter 3). Models often do not include the
fragmentation of fast sinking particles (Yool et al., 2013). At temperate latitudes
particles form in the upper ocean from the aggregation of phytoplankton cells,
possibly from the production of sticky transparent exopolymer particles (Riley
et al., 2012), and rapidly sink out of the mixed layer (Billett et al., 1983; Lampitt
et al., 1993). This classical view for particle formation is shown in Fig. 4.2 with
the addition of the formation of slow sinking particles from fast sinking particles.

Particle composition can be used to gain an even greater understanding of
processes affecting organic particles in the ETNP OMZ. The composition of parti-
cles (e.g. phytodetrital aggregates or faecal pellets) can affect their sinking rates,
organic carbon content, mineral ballast and lability. These factors indirectly in-
fluence the rate and depth of particle remineralisation, and hence atmospheric
COq levels (Parekh et al., 2006; Kwon et al., 2009). Knowledge of particle compo-
sition can also help elucidate processes associated with the BCP, such as particle
formation or the influence of zooplankton diel vertical migration on particle flux.

Determining the composition of exported fast (> 20 m d~!) sinking particles
can be achieved using a microscope because they are generally large enough (>
200 pm) to be viewed. In this thesis fast sinking particles have been categorised

simply as either zooplankton faecal pellets (FPs) or phytodetrital aggregates
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(PDAs). Whilst this information can be extremely useful, it does not give any
information on the original source of organic carbon, for instance the specific phy-
toplankton composition. Phytodetritus is often amorphous, making it difficult
to determine the dominant exported phytoplankton species through microscopy.

Additionally, microscopy and imaging are not useful in classifying small (<
50 pm), slow (< 20 m d~!) sinking particles, as even with a high magnification
or resolution the particles often appear as homogeneous detritus. Previous work
at NOCS has estimated that only 5 % of measured particulate organic carbon
(POC) could be identified using microscopy (Riley J., pers. comm.). Therefore
using chemical biomarkers, such as lipids, can give more information on the
composition of particles and allow comparisons between slow and fast sinking
pools using the same method.

Lipids are rich in carbon and can form up to 85 % of POC (Wakeham et al.,
2009) in the Mediterranean Sea. They have a large range in reactivity such that
long-chain saturated fatty acids are relatively refractory and unsaturated fatty
acids (with a C-C double bond) are more labile (reactive) (Jeffreys et al., 2009).
Many particle flux studies use lipids as biomarkers (Wakeham & Lee, 1989; Wolff
et al., 2011; Hernandez-Sanchez et al., 2012) as they can be specific to their
source (Wakeham & Canuel, 1988). Lipid biomarkers include fatty acids, sterols,
alkenones and alcohols (Hernandez-Sanchez et al., 2012).

In this chapter lipids were extracted from particles collected from the East-
ern Tropical North Pacific (ETNP) oxygen minimum zone (OMZ) (Chapter 3).
Images of fast sinking particles taken using a FlowCAM are used to identify
the main types of large (> 50 pm), fast sinking particles. They are then be
compared with the biochemical composition of fast sinking, slow sinking and

suspended particles. Lipid biomarkers are used to test the following hypotheses:

1. The composition of exported fast sinking particles is similar to those in the

mixed layer (Fig. 4.2)

2. Slow sinking particles can be produced by the fragmentation of fast sinking

particles (Fig. 4.2 and Chapter 3)

3. Diel vertical migration is reduced and not an important process in the

biological carbon pump of OMZs (Chapter 3 and (Bianchi et al., 2013))

4. The oxygen uptake (inferred lability) of particles is constant with depth
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(Chapter 3).

4.3 METHODS

Particles were collected from the ETNP oxygen minimum zone. Niskin bottles
mounted on a Rosette were used to collect unconcentrated particles from the
mixed layer (< 30 m) and Marine Snow Catchers (MSCs) were used to collect
and concentrate exported particles (> 40 m). For details on the particle collection
protocol and use of the FlowCAM see Chapter 3. Lipid samples were collected
from the mesopelagic zone during day and night, but only from the mixed layer
during the day. Fast sinking particles were collected from % (600 mL) of the
base tray and 2 L of suspended and slow sinking particles were filtered through
GF/F filters, which were then dried and frozen at -80 °C onboard. Lipids were

extracted at the University of Liverpool.

4.3.1 LIPID EXTRACTIONS
The frozen filters were freeze-dried (24 h) and stored (-20 °C). Extraction

followed the method of Jeffreys et al. (2009). Whole filters were cut into small
(approximately 5 mm width) pieces and placed in centrifuge tubes. The filters
were spiked with 5 pL of 5aH-cholestane (101.42 ng L=1), an internal quantifica-
tion standard and the solvent mixture of dichloromethane (DCM):methanol (9:1,
3 mL). The centrifuge tubes were sonificated (30 mins) and centrifuged (5 mins,
at 2500 rpm, 15 °C). This was repeated twice more, the extracts combined and
the solvent evaporated using a rotary evaporator. The total lipid extract (TLE)
was transferred to Reacti-vials by redissolving in approximately 3 mL of the 9:1
solvent mixture. The sample was transmethylated using methanol, previously
cooled in an ice bath, and acetylchloride:methanol (1:40, 1 mL) added dropwise
and then kept at 45 °C in the dark overnight (Christie, 1982). The methanol
was removed under a stream of Ns and once dry, the sample was neutralised by
using DCM to transfer the sample from the Reacti-vials through a potassium
carbonate column (Pasteur pipette). The remaining DCM was blown down with
Ny and 0.25 pL of BSTFA (bis-trimethylsilyl-trifluoroacetamide) was added to
each sample and kept on a heating block for 1 hour at 60 °C. The samples were
then stored in a freezer at - 20 °C until analysis.

The samples were redissolved in DCM and analysed firstly on a gas chro-
matograph (GC) to check their quality and then on a gas chromatograph mass
spectrometer (GCMS). Aliquots of the TLE of samples were injected onto a Trace
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Figure 4.3: Chromatogram from a GCMS. This sample was from 50 m at
night. The numbers above each peak represent the compounds identified:
1 = C14:0, 2 = @-C15:0 and 4-C15:0, 3 = C15:0, 4 = C16:1, 5 = C16:0,
6 = C17:0, 7 = C18:1-4, 8 = C18:0, 9 = C180H, 10 = a phthalate, 11 =
Cholestane (internal standard), 12 = Cholesterol, 13 = Brassicasterol and 14
= Sitosterol. See appendix Table C.1 for more details on all lipid compounds
identified.

2000 Series GC fitted with an on-column injector and a fused high-temperature
silica column (60 m 0.25 mm i.d.; film: (5 % phenyl-methylpolysiloxane; DB5-
HT equivalent; JW)) with helium as the carrier gas (ca. 1.6 mL min~!). A
retention gap of deactivated fused silica (1 m 0.32 mm i.d.) was used at the
front of the column. The oven was programmed from 60 to 170 °C at 6 °C min~!
after 1 min, then to 315 °C at 2.5 °C min~' and held for 10 min. The GC
column was fed directly into the EI source of a Thermoquest Finnigan TSQ7000
mass spectrometer (ionisation potential 70 €V; source temperature 315 °C; trap
current 300 pA), operated in Full Data Acquisition mode (50-600 Thompsons
cycled every second). Xcalibur software was used to receive and process the data.
Compounds were quantified by comparison of the peak areas of the internal stan-

dard (5aH-cholestane) with the peak areas of the compound and corrected for

by their relative response factors (Kiriakoulakis et al., 2004).

4.3.2 COMPOUND QUANTIFICATION

Fatty acids (saturated, branched and unsaturated), alcohols and sterol com-
pounds were identified and quantified. Fig. 4.3 shows a typical chromatogram,
from a sample taken at 50 m at night offshore. Fatty acid notation is convention-
ally C#:#, with the first number representing the number of carbon atoms and
the second the number of double bonds. Hence the notation of a saturated acid
with 16 C atoms is C16:0 and for a unsaturated fatty acid with one double bond

C16:1. Lower molecular weight compounds elute earlier on the chromatogram,
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Table 4.1: Lipid biomarkers assigned to ecological groups. Biomarkers
denoted by * are those assigned to detrital phytoplankton in Figs 4.13 and
4.15, although these can also be present in live phytoplankton cells.

Group Biomarker Reference
Zooplankton 027D2,55, Cholesterol (Jeffreys et al., 2009)
Bacteria a-C15:0, i-C15:0, (Jeffreys et al., 2009)

a-C17:0, i-C17:0
Phytoplankton C14:0, C16:0, C16:1, C18:0*, (Wakeham & Lee, 1989)
C18:1*%, C18:2, C18:4 (Tolosa et al., 2013)
Terrestrial C22:0, C24:0 (Holtvoeth et al., 2010)

hence sterols with 27 - 29 C atoms appear towards the end (e.g. cholesterol
and sitosterol). Short (< 20 C atoms) chains and double bonds indicate labile
compounds and long-chain compounds with few or no double bonds are more
refractory. Phthlates are plastic compounds that have entered the sample during
sampling or lipid extraction. Cholestane is the internal standard.

Lipid mass (ng) was converted to concentration by dividing by the volume
of water filtered. Concentrations were also normalised to POC to determine the
percentage contribution of lipids to POC. Slow sinking particle lipids by definition
include suspended particles. Multivariate analyses such as ANOSIM (analysis of
similarities) were done using the program PRIMER-6. A Bray-curtis dissilimarity
matrix was used and prior to analyses all data were log-transformed to best fit
a Draftsman plot. ANOSIM compares the variation in sample composition in
terms of a grouping factor such as, in this study, depth or time of day. All errors
presented are one standard error of the mean.

16 compounds thought to specifically represent either phytoplankton (labile
and /or detrital), zooplankton, bacteria and terrestrial higher (vascular) plants

were used to identify the dominant group of biomarkers (Table 4.1).

4.4 MORPHOLOGICAL COMPOSITION: RESULTS AND D1is-

CUSSION

As discussed in Chapter 3, the FlowCAM was used to measure sinking rates
of fast (> 20 m d~!) sinking particles from the ETNP oxygen minimum zone. A
by-product of this is a vast library of images of each particle, which was used to
classify the particles.

Of the 810 particles measured, 759 were identifiable (Table 4.2). Phytoplank-
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Table 4.2: Number of different exported particle types and mean sinking
rates. Rates in parentheses are one standard error of the mean. Exoskeleton
refers to zooplankton exoskeletons.

Particle type n  Sinking rate (m d—!)

PDA 530 104 (9)

FP 114 90 (15)
Vascular plant 33 65 (16)
Zooplankton 32 120 (41)
Exoskeleton 17 86 (29)
Diatom cell 11 46 (14)
Gelatinous plankton 11 120 (73)
Pollen 7 159 (36)
Pteropod 4 296 (123)
Unidentified 51 65 (31)

ton detrital aggregates (PDAs) were the most abundant, followed by faecal pellets
(FPs). Together these particles comprised 80 % of the fast sinking particle pool
in the ETNP. The largest particle found was a PDA (Fig. 4.4) with an equivalent
spherical diameter (ESD) of 2.4 mm. However there was a large size range of

PDAs and the smallest particle was also a PDA at 32 ym ESD.

Some of the PDAs and FPs aggregated together as shown in Fig. 4.4 f
where at least 2 FPs can be seen protruding out of the PDA. This aggregation
could be caused by transparent exopolymer particles (TEP) that are produced
by phytoplankton and thought to enhance aggregation (Engel et al., 2015). This
gelatinous material could be responsible for forming the PDA in Fig. 4.4 d,
where many PDA particles appear to be attached to one gelatinous object. An-
other type of gelatinous particle are discarded appendicularian houses (Alldredge,

1976), which are shed by the organism as the filters clog.

FPs are generally much more regular in shape than PDAs as shown by Fig.
4.5, although some were more degraded than others. For instance Fig. 4.5 a
is less dense (lighter in colour) than Fig. 4.5 b and is less well defined. These
FPs are likely from copepods, which are common in the ETNP (Wishner et al.,
2013). Also copepods tend to produce individual FPs as observed here, whereas

krill produce FPs in long chains (Chapter 2).

Sinking zooplankton were observed, which would only happen if they were
deceased as otherwise they would swim and be unlikely to enter the flow cell
where the images were taken. However it is difficult to determine if the zoo-

plankton died naturally in the water column or because of sampling by the MSC
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Figure 4.4: Phytodetrital aggregates. Gelatinous particles present in d) e)
and faecal pellets in f). Green scale bar = 100 pm.

Figure 4.5: Faecal pellets. Green scale bar = 100 pm.
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Figure 4.6: Sinking zooplankton: a) Calanus copepod, b) and ¢) Oncaea
copepods and d) Calanus copepod exoskeleton. Green scale bar = 100 pm.

and processing in the ship’s laboratories. The zooplankton in Fig. 4.6 are all
copepods. The Calanus copepod in Fig. 4.6 a has many PDAs attached to its
antenna, suggesting it had died prior to entering the MSC. However, the Oncaea
copepod in Fig. 4.6 b has egg sacs on its abdomen and is not covered in detritus,
suggesting it died because of sampling. Fig. 4.6 d shows a copepod exoskeleton;
these are shed as zooplankton grow and are known to contribute to particle flux
(Fowler, 1977).

Other less common particles were identified such as parts of vascular plants
(Fig. 4.7 a), pollen (Fig. 4.7 b), pteropods (Figs. 4.7 ¢ & d), diatom cells (Fig.
4.7 e) and gelatinous plankton (Fig. 4.6 ). Pteropods are free-living gastropods
that occasionally form a large part of particle flux, either from their feeding nets

or empty shells (Bathmann et al., 1991).

4.4.1 SUMMARY

These images are useful to identify the different types of large, fast sinking
particles sinking through the mesopelagic zone. Phytodetrital aggregates dom-
inated particle composition. This consolidates that zooplankton contribute a

relatively small amount to particle lux compared with other oceanic areas, such
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Figure 4.7: Other types of particles; a) vascular plant, b) pollen c) and d)
pteropod, e) diatom and f) gelatinous plankton. Green scale bar = 100 pm.

as the Southern Ocean (Chapter 2).

4.5 BIOCHEMICAL COMPOSITION: RESULTS AND DIS-
CUSSION

4.5.1 TOTAL LIPID CONCENTRATION

Lipids were extracted from 90 particulate samples from the ETNP oxygen
minimum zone. 11 of these were from Niskin bottle samples in the mixed layer,
with the remainder from concentrated particles collected by the MSC that had
been exported below the mixed layer.

Total (sum) particulate lipid concentrations ranged from 0.1 to 15.7 pug L™1,
with a mean of 2.4 (4 0.3) pug L™, similar to those observed by Wakeham &
Canuel (1988) in the ETNP OMZ (< 3ug L~!). Saturated fatty acids (SFAs) were
the largest and most abundant lipid group (Table 4.3), followed by labile poly-
unsaturated fatty acids (PUFAs). Branched fatty acids were the least abundant
compound class. Alcohols were not included in analyses presented as in 43 %
of the samples alcohols were not present, possibly because they were below the
detection limit. Lipids constituted on average (mean) 1.4 % (£ 0.01 %) of POC,
with a range of 0.04 - 10 %. These results suggest particle lipid concentration
and contribution to POC were relatively low in the ETNP. By contrast a study
in the Northeast Atlantic showed lipid concentrations ranged from 36 to 135 ug
L~! (Mayzaud et al., 2014) and in the Mediterranean lipid content was up to 27
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Figure 4.8: Total mean particle lipid concentration (ug L~!) with depth
for all particles a) onshore in the day, b) onshore at night, c¢) offshore in the
day, d) offshore at night. Black points are particles collected using Niskin
bottles in the mixed layer and red points from exported particles collected
using the MSC. All points are means with one standard error shown by the
error bars.

% of POC in sinking particles (Giani et al., 2012). In the ETNP the remainder
of the POC could be formed of carbohydrates from gelatinous substances (Engel

et al., 2015), which were seen in some the images of PDAs (section 4.4).

Both total lipid concentration and percentage of POC decreased with depth
during the day (Figs. 4.8 & 4.9). Particles in the mixed layer (black points)
generally had a higher lipid content than exported particles (red points). Partic-
ulate lipid concentrations were significantly (p < 0.05, t = -2.4, df = 55) higher
offshore (mean = 3.1 4+ 0.5 ug L~!) than onshore (mean = 1.6 4+ 0.3 ug L™1),
however there was no significant difference in the contribution of lipids to total
POC on- and offshore. Lipid concentrations decreased considerably below 50 m

in the upper mesopelagic zone where remineralisation is most intense (Martin
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Figure 4.9: Total meant particle lipid percentage of POC) with depth for
all particles a) onshore in the day, b) onshore at night, c) offshore in the day,
d) offshore at night. Black points are particles collected using Niskin bottles
in the mixed layer and red points from exported particles collected using the
MSC. All points are means with standard error one shown by the error bars.
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Table 4.3: Mean particle lipid concentrations with depth for mixed layer
(ML) and exported particles (EXP). All concentrations are in ug L™'. Num-
bers in parentheses are one standard error of the mean. SFA = saturated
fatty acid, FA = fatty acid, MUFA = mono-unsaturated fatty acid and PUFA
= poly-unsaturated fatty acid.

Fraction Depth Total lipids SFA  Branched FA MUFA PUFA Sterols

ML 15 1.89 0.94 0.01 064 022 001
(0.37)  (0.20) (0.003) (0.18)  (0.07)  (0.01)

30 6.09 3.47 0.03 132 079  0.10

(1.44)  (0.85) (0.01) (0.43)  (0.17)  (0.1)

EXP 40 3.19 1.62 0.01 045 057  0.04
(0.64)  (0.41) (0.004) (0.17)  (0.09)  (0.01)

50 45 1.95 0.02 124 064 007
(1.54)  (0.65) (0.01) (0.68)  (0.16)  (0.03)

60 1.80 0.77 0.001 017 041  0.04
(1.41)  (0.58) (0.001) (0.15)  (0.32)  (0.04)

90 0.99 0.60 0.01 004 019 001
(0.20)  (0.22) (0.01) (0.04) (0.12) (0.01)

120 0.78 0.24 0.00 004 023  0.04
(0.23)  (0.04) (0.00) (0.03)  (0.09) (0.03)

220 1.34 0.65 0.0004 007 028 001
(0.33)  (0.14)  (0.0003) (0.03)  (0.08) (0.01)

350 1.56 0.65 0.0004 007 028 001

(0.44)  (0.19) (0.002) (0.04)  (0.20)  (0.02)

et al., 1987) during the day, but were fairly constant at night. Although few
depths were measured at night and no mixed layer samples were taken. The de-
crease in POC lipid content with depth suggests lipids can be a preferred energy
source of heterotrophic organisms, particularly labile short-chain SFAs, MUFAs
(mono-unsaturated) and PUFAs (Holtvoeth et al., 2010).

45 different lipid compounds were identified (Appendix Table C.1). The SFA
C16:0 had the highest concentration and was present in all 90 samples, with a
mean concentration of 0.6 (4= 0.008) ug L™, followed by the MUFA C16:1 (0.3 +
0.007 ug L=1). The C18 SFA, MUFAs and PUFAs were also abundant. The PU-
FAs eicosapentaenoic acid (EPA) and docosahexaenoic acid (DHA), biomarkers
of the phytoplankton groups diatoms and dinoflagellates respectively, (Okuyama
et al., 2008) were absent from all samples. These two lipids are often abundant
in ocean particles (Fileman et al., 1998) and because of their high lability, their
concentrations rapidly decline with depth (Mayor et al., 2014). This suggests a
different phytoplankton group may have dominated the phytoplankton commu-
nity, such as cyanobacteria, which are high in C16:0 and C16:1 (Wakeham, 1995),
and abundant (up to 160 x 10° cells L™!) in the ETNP (Goericke et al., 2000).
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Figure 4.10: Fatty acid concentrations across particle fractions. SFA =
saturated fatty acids, MUFA = mono-unsaturated fatty acid, PUFA = poly-
unsaturated fatty acid. Error bars are standard error of the mean.

C16.1 made a significantly higher contribution (p < 0.05, t = -2.4, df =
12) to mixed layer particles (0.7 ug L!) than exported particles (0.2 ug L™1).
Moreover, ANOVA (analysis of variance) results show C16.1 concentrations were
significantly lower in the fast sinking fraction (Fzgs = 3.5, p < 0.05) than the
suspended and slow sinking fraction. C16.1 contributed the most to the total
MUFA concentration and Fig. 4.10 highlights the difference in MUFA concen-
tration across the different particle fractions.

Cholesterol, a biomarker for heterotrophy (Cavagna et al., 2013), was the
most abundant sterol, with a mean of concentration of 0.2 (£ 0.01) ug L=!. The
sterol representing autotrophy, brassicasterol (Cavagna et al., 2013), was less

abundant and in low concentration (mean = 0.06 4 0.0006 ug L=1).

4.5.2 PARTICLE COMPOSITION

Using lipids as biomarkers allowed comparisons between all three particle
fractions: suspended, slow sinking and fast sinking and between particles from
the mixed layer and those exported.

Multivariate analyses were used to examine differences in particle lipid com-
position between samples using the following factors: day wvs. night, onshore ws.

offshore, sampling depth and particle fraction. The data were log-transformed to
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Figure 4.11: Multi-dimensional scaling (MDS) plot of all lipid samples by
fraction. Green triangles = mixed layer particles, blue circles = suspended
particles, grey squares — slow sinking (and suspended) particles and red
inverted triangles = fast sinking particles. 2D stress = 0.2.

produce a normal distribution. An analysis of similarities (ANOSIM) was used
to test for differences in lipid composition (using all compounds except the alco-
hols, new n = 33) and showed that there was no significant difference in particle
composition due to the time of day, area or depth. The ANOSIM result showed
that lipid composition was actually statistically similar with depth (p < 0.01 and
R = 0.12). R values close to 1 indicate a very different composition and R values

close to 0 a very similar composition.

There was a significant difference in lipid composition between the different
particle fractions. The greatest difference was between mixed layer and exported
fast sinking particles (p < 0.001 and R = 0.55). Particle composition increased in
similarity as sinking speed increased, such that the similarity between suspended
and fast sinking particles was R = 0.33 (p < 0.01) and between slow sinking and
fast sinking particles R = 0.13 (p < 0.01). The multi-dimensional scaling plot
(Fig. 4.11) emphasises this as only two fast sinking samples overlap with those
from the mixed layer. There are few lipid studies on particles of different settling
velocities and none in the ETNP. One study used an indented rotating sphere
trap (Chapter 1) in the Mediterranean to show sinking velocity had little effect
on particle lipid concentration or composition (Wakeham et al., 2009). However

only exported particles were sampled.

According to SIMPER (similarity percentages) analysis the most abundant
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Figure 4.12: Revised interactions between sinking POC for the ETNP.
In low latitude environments dominated by small phytoplankton, large fast
sinking particles are formed from aggregation of slow sinking particles, not
directly from fresh phytoplankton.

(cumulative abundance of 50 % of total) lipid compounds in the mixed layer were
short-chain labile compounds: C16:0, C16:1, C18:0 and C18:1. For the fast sink-
ing particles C16:1 was not abundant forming < 2 % of total lipid composition,
but cholesterol was (18 %). The difference between mixed layer and fast sink-
ing particles could be because exported particles are reworked extensively, hence
their composition no long represents those of fresh particles in the mixed layer.
However the microbial respiration rates presented in Chapter 3 show slow sink-
ing particles are turned over much more rapidly than fast sinking in the OMZ,
yet their lipid composition was not different from those in the mixed layer (p
> 0.05, ANOSIM). Further zooplankton reworking of particles is likely low in
OMZs (Chapter 3). Therefore the observed difference in composition suggests
fast sinking particles are not formed from fresh phytoplankton in the ETNP.

This result challenges the hypothesis that fast sinking particles are produced
in the mixed layer by phytoplankton, as shown in temperate regions (Billett
et al., 1983) and suggests, at least in the ETNP, fast sinking particles are a
product of smaller, slow sinking particles aggregating. In tropical, low latitude
oceanic environments small phytoplankton, possibly here cyanobacteria (< 2
pum diameter), dominate the phytoplankton community. This further alters our
understanding of particle formation, suggesting that in the tropical oceans fast

sinking particles are likely formed from the aggregation of smaller, slower sinking
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particles (Fig. 4.12). This rejects the first hypotheses; that the composition of
exported fast sinking particles is similar to particles in the mixed layer. The
second hypothesis (slow sinking particles can be produced by the fragmentation
of fast sinking particles) is confirmed by the significant similarity of the slow and
fast sinking particles. This was also shown by the conservation of the C:N in
both sinking pools (Chapter 3). Small, slow sinking parties have previously been
found at depth (< 500 m) by Durkin et al. (2015) but the authors could not
give a conclusive reason as to why. Results presented in this thesis suggest the
continuous aggregation and disaggregation of particles. Much earlier work has
documented the continuous aggregation and disaggregation of particles (Cochran
et al., 1993), however these processes are often not parametrised in ecological

models.

4.5.3 ECOLOGICAL GROUPS

Certain lipid biomarkers can be diagnostic of different ecological groups (see
section 4.3.2). Here 16 different compounds that represent either marine phy-
toplankton, marine zooplankton, bacteria or terrestrial plants were used. The
phytoplankton group was split into labile and detrital. Assigning lipids in this
way is complex as some lipids can represent both labile and detrital phytoplank-
ton, hence phytoplankton are represented as one group with a possible distinction
detrital and labile (Fig. 4.13).

Phytoplankton lipids biomarkers dominated the lipid composition, comprising
over 80 % in the mixed layer (15 - 30 m, Fig. 4.13), which reduced to about 60
% in the mesopelagic zone and OMZ (> 50 m, Fig. 4.13). This decrease was
either due to decreases in the relative amounts of phytoplankton biomarkers or
increases in zooplankton biomarkers. Labile phytoplankton biomarkers such as
PUFAs decrease rapidly with depth as they are preferentially metabolised by
zooplankton (Lampitt et al., 1990; Mayor et al., 2014). In this study PUFAs
(C18) from the exported particles were lower in concentration than those in the
mixed layer (Fig. 4.14) and mostly decreased with depth. These results concur
with those from the morphological analysis (section 4.4) that phytoplankton-
derived particles dominated flux.

Crustaceous zooplankton are low in abundance in OMZs and have little in-
teraction with particles at depth (Wishner et al., 2013; Williams et al., 2014).

However gelatinous zooplankton such as jellyfish and salps that thrive in warm
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Figure 4.13: Lipid composition with depth separated by site, a) onshore
and b) offshore. The percentage contribution of each group at each depth
is averaged over all corresponding samples so n is on average 3 - 4 samples
per depth. Samples at depths 15 and 30 m are from the mixed layer and
those below are exported particles. The purple bars show phytoplankton
biomarkers, with a possible distinction between fresh or detritus, see text for
more details.
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Figure 4.14: Particle poly-unsaturated fatty acid concentration (ug L~1).
Solid black circles are from particles sampled in the day and open circles
from particles sampled at night. All points are means with standard error
shown by the error bars.
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waters (Richardson, 2008), could be responsible for an increase in the zooplank-
ton biomarkers. Although salps were not sampled, they are abundant in this
region and many were seen in the surface waters from the ship and some became
attached to the outside of the MSCs. The largest (by concentration) biomarker
assigned to the zooplankton group was cholesterol, the sterol that represents het-
erotrophy. The zooplankton signal is similar with depth, suggesting zooplankton
(crustaceous and/or gelatinous) rework the particles after they’ve been exported

from 50 m, where the dissolved Og concentration is 160 pmol kg™!

, and the sig-
nal remains in the particles as it sinks through the oxygen minimum zone. Any
further heterotrophy at depth in low O regions is either by salps or microbial
organisms.

The sampling stations were close (50 - 60 nautical miles) to the coast of
Guatemala, hence terrestrial higher (vascular) plants formed up to 20 % of
lipid composition. Bacteria biomarkers were the smallest group, although the
biomarkers that represent bacteria (branched SFAs) are always in low abundance
relative to straight-chain SFAs, so using lipids might not be the best method to
compare bacteria with zooplankton or phytoplankton (Wakeham, 1995). Partic-
ularly as bacteria are known to be in high concentrations on particles (Alldredge
& Youngbluth, 1985), which is not represented by these results.

As the particle fraction (mixed layer and exported suspended, slow or fast
sinking particles) significantly influenced the lipid composition (ANOSIM results)
the ecological groups were separated for each fraction (Fig. 4.15). Mixed layer
composition can be seen in Fig. 4.13 at 15 and 30 m. This further consolidates
the view that the greatest difference in composition is between the mixed layer
and all exported particles (Fig. 4.15). Slow sinking lipids comprised mostly
heterotrophic zooplankton biomarkers at 350 m, whereas fast sinking lipids com-
prised mostly phytoplankton at the same depth. This may be explained by the
extremely rapid reworking of slow sinking cells by heterotrophic microbes com-
pared to fast sinking cells (Chapter 3). Phytoplankton biomarkers remained
the highest component of lipid composition across all mixed layer and exported

particles.

4.5.4 ECOLOGICAL PROCESSES

Lipid biomarkers can be used to assess whether some ecological processes

are occurring. The following analyses only use concentrated exported particles,
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Figure 4.15: Particle lipid composition with depth separated by fraction,
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Figure 4.16: Cholesterol concentrations (ug L™!) with depth for evidence
of particle reworking by vertically migrating heterotrophic organisms; a) on-
shore b) offshore. Solid black circles are from particles sampled in the day
and open circles from particles sampled at night. All points are means with
standard error shown by the error bars.

not those from the mixed layer. One useful tool is the heterotrophic biomarker
cholesterol to determine if zooplankton diel vertical migration occurs and influ-
ences particle flux (hypothesis 3). Although DVM by crustaceous zooplankton
is thought to be limited in OMZs (Bianchi et al., 2013; Wishner et al., 2013),
salps also undergo DVM, and may affect POC fluxes through the mesopelagic
zone (Wiebe et al., 1979).

If DVM was occurring in the ETNP and organisms were feeding at the surface
at night, concentrations of cholesterol would be expected to be higher in the
upper water column at night than in the day. Fig. 4.16 shows that both onshore
and offshore there was no significant difference (t-test, p > 0.05) in particulate
cholesterol concentration between day (solid circles) and night (open circles).
Cholesterol concentration was marginally higher at the surface in the day wvs.
night in both areas suggesting DVM is not a prominent process in this region as
hypothesised. Further there was no significant relationship (linear regression, p
> 0.05) between cholesterol and the fast sinking, aggregate or faecal pellet flux.
Zooplankton DVM is more likely to be limited in OMZs compared to temperate
or polar waters where it strongly influences the particle flux (Steinberg et al.,

2008).

Another useful ecological index is the lability or reactivity of particles. This

was measured using microbial oxygen uptake in Chapter 3, where it was con-
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Figure 4.17: Lability index with depth (USFA /SFA); a) onshore in the day,
b) onshore at night, c) offshore in the day, d) offshore at night. Black points
are particles collected using Niskin bottles in the mixed layer and red points
from exported particles collected using the MSC. All points are means with
standard error shown by the error bars. USFA = unsaturated fatty acids
and SFA = saturated fatty acids.
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cluded that lability was constant with depth. Here the lability index (Jeffreys
et al., 2009) (the ratio of unsaturated (mono and poly) fatty acids (USFAs)
to saturated fatty acids (SFAs)) was used to test if the estimate of a constant
lability with depth was correct (hypothesis 4). Unsaturated fatty acids have
C-C double bonds, which are relatively more reactive than C-C single bonds,
thus USFAs are classified as labile and reactive compounds (Sun et al., 1997).
Saturated fatty acids do not have any double bonds and so are more refractory
compounds. Therefore a USFA:SFA greater than one suggests particles are labile

and a USFA:SFA less than one suggests particles are more refractory.

There was no clear pattern of particle lability with depth in the ETNP, reit-
erating the results from Chapter 3 (Fig. 4.17). Onshore lability decreased from
day to night. Particles from the mixed layer were not more labile than the those
which were exported, even though the mixed layer should have fresher, more
labile phytoplankton than the mesopelagic zone, where photoautotrophy cannot
occur. The lability index mostly ranged from 0.5 - 1.5 suggesting the particles
were neither very labile nor very refractory, but they were generally more labile

than at the Pakistan Margin OMZ (lability index < 1) (Jeffreys et al., 2009).

4.6 SUMMARY

Both the morphological and biochemical analyses of particle composition
show phytoplankton-derived particles dominated flux. This shows how lipids can
be useful biomarkers for otherwise amorphous material. The most important
finding was that exported fast sinking particles were most dissimilar to mixed
layer particles. This suggests that in the ETNP, and likely other low latitude,
tropical environments dominated by smaller phytoplankton, fast sinking particles
are formed from the aggregation of small, slowly sinking particles. Particles in
the ocean are continuously aggregating and disaggregating, changing size, sinking
rate and density. Often particles are thought to be either fast or slow sinking,
large or small. While this may be the simplest and most robust way to model par-
ticle fluxes, it is important to appreciate that the natural environment is much
more complex. It is probable that models may need to be enhanced, to fully
replicate the complex and continuous cycling between particles of different sizes

and sinking speeds. This will be discussed more fully in Chapter 5.
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Chapter 5

The role of zooplankton in
determining the efficiency of the

biological carbon pump

5.1 OVERVIEW

In this chapter POC fluxes calculated for the Southern Ocean (Chapter 2) and
the equatorial Pacific (Chapter 3), were combined with previously undescribed
data from the North Atlantic and compared with an ecosystem model output.
Zooplankton processes are poorly parameterised in the model, with the only
interactions being the production of faecal pellets or grazing on slow sinking
particles. Fragmentation, active flux and grazing on fast sinking particles are not
parameterised. Therefore any differences between the observations and model are

highly likely to be driven by zooplankton.

5.2 INTRODUCTION

The biological carbon pump plays an important role in regulating atmospheric
carbon dioxide levels (Parekh et al., 2006; Kwon et al., 2009). Phytoplankton in
the surface ocean fix inorganic carbon during photosynthesis to particulate or-
ganic carbon (POC), a fraction of which is then exported out of the upper ocean.
As particles sink through the interior ocean they are subjected to reminerali-
sation by heterotrophs, such that only a small proportion of surface produced
POC reaches the deep ocean (Martin et al., 1987). The efficiency of the biological
carbon pump (BCPeff; defined as the proportion of surface primary production

that is transferred to the interior ocean) therefore affects the air-sea partitioning
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of CO2 (Kwon et al., 2009). Greater understanding of the controls of BCPeff
may result in more accurate assessments of the BCP’s role in the global carbon

cycle.

One approach to determine BCPeff over long time scales (millennia) is to
use the fraction of a nutrient (either nitrate or phosphate) from upwelling wa-
ters that is removed from surface waters by biological uptake (Hilting et al.,
2008). However to assess BCPeff over much shorter timescales (days to weeks)
the definition by Buesseler & Boyd (2009) is used where BCPeff is the product
of particle export efficiency (PEeff, the ratio of exported flux to mixed layer pri-
mary production) and transfer efficiency (Teff, the ratio of deep flux to exported
flux). Using these two parameters together allows a more in-depth analysis of the
biological processes involved and thus the assessment of the role of zooplankton
in setting BCPeff. Additionally the attenuation coefficients Martin’s b (Martin
et al., 1987) and z* (Boyd & Trull, 2007) are useful to deduce how much exported

POC is remineralised in the mesopelagic zone.

PEeff varies proportionally to primary production, although discrepancies
exist as to whether the relationship is inverse or positive (Aksnes & Wassmann,
1993; Laws et al., 2000; Maiti et al., 2013; Henson et al., 2015; Le Moigne et al.,
2016). Potential controls on PEeff include temperature (Laws et al., 2000; Hen-
son et al., 2015), zooplankton grazing (Chapter 2), microbial cycling (Le Moigne
et al., 2016), mineral ballasting (Armstrong et al., 2002; Francois et al., 2002; Le
Moigne et al., 2014) or export of dissolved organic carbon (Maiti et al., 2013).
Teff and POC attenuation coefficients describe how much of the exported POC
reaches the deep ocean and how much of it is remineralised. The attenuation of
POC with depth is influenced by the sinking rates of particles and how rapidly
the POC is turned over (Boyd & Trull, 2007). However, these factors them-
selves are controlled by various other environmental factors such as ballasting by
minerals (Frangois et al., 2002; Le Moigne et al., 2012), epipelagic community
structure (Lam et al., 2011), temperature (Marsay et al., 2015), lability of the
particles (Keil et al., 2016) or zooplankton diel vertical migration (Chapter 2).

Therefore it is unlikely that any single factor controls BCPeff.

The role of zooplankton in controlling the efficiency of the BCP is overlooked,
with greater focus on factors such as biominerals for ballasting (De La Rocha &

Passow, 2007), or microbial respiration (Herndl & Reinthaler, 2013). Nevertheless
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zooplankton are an important part of the biological carbon pump as they can
consume and completely transform particles (Lampitt et al., 1990). Grazing by
zooplankton results in POC either passing through the gut and being egested
as a faecal pellet, being respired as COy or fragmented into smaller particles
through messy feeding (Lampitt et al., 1990). Some zooplankton also undergo diel
vertical migration (DVM), feeding on particles at night in the surface and egesting
them at depth during the day (Wilson et al., 2013). Consequently a significant
proportion of POC may escape remineralisation in the upper mesopelagic zone
where recycling of POC is most intense (Martin et al., 1987).

In this chapter observations and model output are combined to investigate
the role of zooplankton in setting the efficiency of the biological carbon pump in
three contrasting oceanic regions. These are: the Atlantic sector of the Southern
Ocean (SO), the Porcupine Abyssal Plain (PAP) site in the temperate North
Atlantic and the Equatorial Tropical North Pacific (ETNP) oxygen minimum
zone. The ecosystem model used here, MEDUSA (Yool et al., 2013), was cho-
sen as it separates particle fluxes into slow and fast sinking. Additionally the
only interactions between zooplankton and particles in MEDUSA are through
the production of particles (faecal pellets) and by grazing on slow sinking parti-
cles. Here various parameters of BCPeff are compared between the observations
and model output to infer the role of zooplankton in controlling BCPeff and to

determine if zooplankton processes should be enhanced in models.

5.3 METHODS

5.3.1 SITE DESCRIPTION
The three sites used in this study were: the Atlantic sector of the South-

ern Ocean (Chapter 2), the temperate North Atlantic (49 °N, 16.5 °W) and the
Equatorial Pacific oxygen minimum zone (Chapter 3) as shown in Fig. 5.1. The
Southern Ocean (SO) accounts for 20 % of the global ocean CO4 uptake (Taka-
hashi et al., 2002; Park et al., 2010) and is a large high-nutrient-low-chlorophyll
region, likely due to limited iron availability (Martin, 1990). Nevertheless, iron
from oceanic islands and melting sea ice can cause intense phytoplankton blooms,
which may lead to high POC export (Pollard et al., 2009). In the temperate North
Atlantic seasonality is high, with phytoplankton blooms occurring in spring and
summer (Lampitt et al., 2001). Here the Porcupine Abyssal Plain (PAP) ob-

servatory was sampled in the Northeast Atlantic, a region which contributes
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disproportionally to global export with 5 — 18 % of the annual global export
occurring here (Sanders et al., 2014). In the equatorial tropical north Pacific
(ETNP) region, a strong oxygen minimum persists between 50 and 950 m where
dissolved oxygen concentrations fall below 2 ymol kg~! (Paulmier & Ruiz-Pino,
2009). In OMZs the low oxygen concentrations lead to a high transfer efficiency
of POC (Hartnett et al., 1998; Devol & Hartnett, 2001; Van Mooy et al., 2002;
Keil et al., 2016).

5.3.2 OBSERVATIONS

Particles were collected using Marine Snow Catchers (MSCs) from the 3 differ-
ent oceanic sites. In total 27 stations were sampled, 18 in the SO, 5 at PAP and 4
in the ETNP (Appendix Table D.1). MSCs were deployed below the mixed layer
depth (MLD), which was determined subjectively as the depth with the steep-
est gradient of salinity and temperature, between 20 and 70 m. The shallowest
MSC was deployed 10 m below the MLD and another 100 m deeper than this for
the Southern Ocean and the PAP site. In the ETNP MSCs were also deployed
deeper into the water column to a maximum depth of 220 m. Primary production
(PP) was estimated from satellite-derived data using the Vertically Generalised
Productivity Model applied to MODIS data (Behrenfeld & Falkowski, 1997).

POC fluxes in the SO and ETNP have already been described in Chapters
2 and 3 respectively. This chapter includes new in situ data from the PAP site,

however the sampling protocol and methods were the same as in Chapter 2.

5.3.3 MODEL OUTPUT

The ecosystem model MEDUSA (Yool et al., 2013) was used as it distin-
guishes detrital fluxes into two pools, fast and slow sinking. In the model fast
sinking particles sink quicker than one time-step of the model and are reminer-
alised instantaneously at all depths with the flux profile determined by a ballast
model (Armstrong et al., 2002). Slow sinking particles sink at 3 m d~! and
remineralisation is temperature dependant, with zooplankton grazing on slow
sinking particles but not on the fast sinking particles. Zooplankton DVM is not
parameterised. Primary production is modelled as non-diatom and diatom pro-
duction, which is summed to give the total depth-integrated primary production.
The model was run in hindcast mode at io spatial resolution and output saved
with a 5-day temporal resolution. The model output was extracted at the same

locations as the observations were made and averaged over 12 years (1994 - 2006)
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Figure 5.1: Map of ocean sites sampled. Blue rectangle shows the area
in Scotia Sea sampled, the red square the Porucpine Abyssal Plain and the
orange square the Equatorial Tropical North Pacific. Points show individual
sampling stations.
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to give the climatological seasonal cycle. The model outputs fluxes of particulate
organic nitrogen (mg N m~2 d~!) which were converted to POC (mg C m=2 d~1!)

using the Redfield ratio (Redfield 1934).

5.3.4 DATA MANIPULATION

For both the observations and the model outputs the fast and slow sinking
fluxes were summed to calculate the total sinking POC flux. Model output was
available at fixed depths of 100 and 200 m, which introduces an offset with our
at-sea observations (Appendix Table D.1). Therefore this study is assessing the
role of zooplankton on the upper ocean BCPeff. Parameters calculated to test
the efficiency of the biological carbon pump were the percentage contribution of
fast and slow sinking particles to the total sinking flux, particle export efficiency
(PEeff), the attenuation of flux with depth expressed as b and z* and transfer
efficiency (Teff).

PEeff is the proportion of surface produced primary production that is ex-
ported out of the mixed layer (observations) or at 100 m (model) and is cal-
culated by dividing the exported flux by primary production. To estimate the
attenuation of flux over the upper mesopelagic zone the exponents b and z* were
calculated following the functions of Martin et al. (1987) & Boyd & Trull (2007)
respectively. The b exponent is dimensionless and generally ranges from 0 to
1.5 with low values indicating low attenuation, thus low remineralisation, and
higher values representing high attenuation and remineralisation. The z* (m)
exponent is the remineralisation length scale, or the depth by which only 37 %
of the reference flux (here at the export depth) remains. Thus a long z* suggests
low attenuation and low remineralisation of the particle flux. The Teff is another
parameter that represents the proportion of flux that reaches the deeper ocean
and thus is not remineralised. This is simply calculated by dividing the deep flux
(here ca. 200 m, see Appendix Table D.1) by the export flux. All indexes are
dimensionless apart from the proportion of slow and fast sinking flux which is

expressed as a percentage and z* which is in metres.

5.4 RESULTS AND DISCUSSION

5.4.1 COMPARISON OF FLUXES
The aim of this study is to determine the role of zooplankton on the BCP effi-

ciency using observations and a model output with few zooplankton interactions
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on particles; both methods separate particles into fast and slow sinking. Initially
it is important to assess how well the observations and model fluxes compare,
such as primary production (PP) and the POC export and deep (150 - 220 m)
fluxes (Fig. 5.2). Overall primary production is well reproduced in the model
when compared to satellite-derived estimates, with a strong positive correlation
between the two (p < 0.001, r = 0.84, Fig. 5.2 a), although the model slightly
overestimates PP. When comparing the total (fast + slow) sinking export fluxes
and total deep fluxes, most points lie below the 1:1 line, suggesting that the

model is overestimating fluxes (Figs. 5.2 b & c).

5.4.2 EXPORT PRODUCTION

The traditional view on export production is that as primary production
increases, so does the percentage of PP exported (Laws et al., 2000). However
more recent analyses from the Southern Ocean suggest this is not always the
case and that an inverse relationship between PEeff and PP exists (Maiti et al.,
2013; Le Moigne et al., 2016). For fast sinking particles the model shows PEeff
increases with PP (Fig. 5.2 d) according to a power law function (p < 0.001, r
= 0.6) and the observations show an inverse relationship (logarithmic function,
p < 0.001, r = 0.4). The inverse relationship was also seen using just data from
the Southern Ocean and the primary control thought to be zooplankton grazing
(Chapter 2).

However, for the slow sinking particles the model shows an inverse relation-
ship between PP and PEeff, similar to that seen in the observations for the fast
sinking particles (power law function, p < 0.001, r = 0.97, Fig. 5.2 e). Poten-
tial reasons for an inverse relationship include the temporal decoupling between
primary production and export (Salter et al., 2007), seasonal dynamics of the
zooplankton community (Tarling et al., 2004) or grazing by zooplankton (Maiti
et al., 2013; Le Moigne et al., 2016). As previously mentioned one of the differ-
ences between the fast and slow sinking detrital pools in the model is that slow
sinking particles are grazed on by zooplankton and fast sinking are not. Thus
when zooplankton graze on particles in the model an inverse relationship between
PEeff and PP exists and when zooplankton grazing is not accounted for, the op-
posite occurs. This highlights the importance of zooplankton in determining the

efficiency of the BCP.

The observed slow sinking PEeff were generally very low (< 0.05) thus slow
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Figure 5.2: Primary production and export. Comparisons between obser-
vations and model output a) primary production, b) export flux and ¢) deep
flux and PEeff with primary production for d) fast, e) slow and f) total
sinking particles. Black lines in a - ¢ are 1:1 lines and in d - f are fitted
regressions. Only significant regressions are shown in d - f,; solid black line
and solid points are model output and dashed black line and open points are

observations. See text for more details.
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sinking PEeff had little influence on the total PEeff, which was also non-linearly
inverse (p < 0.001, r = 0.4, Fig. 5.2 ) to PP. It is important to note that high
values of PP (> 1000 mg C m~2 d~!) were only present at PAP and the SO had
the greatest range of PP thus is responsible for driving a large part of the inverse
relationship. Therefore measuring PEeff in other regions with large PP ranges

is fundamental to see if this relationship holds outside the sites from this study.

5.4.3 CONTRIBUTION OF FAST AND SLOW SINKING POC FLUXES

Particles naturally sink at different rates with slow sinking particles assumed
to sink at < 20 m d~! and fast sinking particles at > 20 m d~! (Chapter 3).
Most sediment traps cannot separately measure fluxes of fast and slow sinking
particles and are unlikely to capture much of the slow sinking flux due to to
their deployment in the lower mesopelagic and bathypelagic zones (Buesseler
et al., 2007b; Lampitt et al., 2008). Slow sinking particles sink too slowly and
are remineralised too quickly (Chapter 3) to reach the deep ocean unless they are
formed there. Hence the MSC is a useful tool to analyse the two sinking fluxes
separately.

In both the model output and the observations, the slow sinking flux was
consistently smaller than the fast sinking flux and generally only contributed 20
% or less of the total flux (Fig. 5.3). The major difference is that in the model
the proportion of slow sinking flux always decreases with depth (Figs. 5.3 a
- ¢) whereas observations at the PAP site show the proportion of slow sinking
fluxes increasing with depth (Figs. 5.3 e). Increases in slow sinking particles
with depth must be either from the temporal decoupling of samples or fragmen-
tation of larger fast sinking particles either abiotically (Alldredge et al., 1990)
or from sloppy feeding by zooplankton (Lampitt et al., 1990). Sloppy feeding
results in zooplankton fragmenting particles into smaller particles, resulting in a
larger surface area to volume ratio increasing colonization by microbes and thus
remineralisation (Mayor et al., 2014). Zooplankton do not graze on fast sinking
particles in the model thus sloppy feeding is not represented, nor is abiotic frag-
mentation (Yool et al., 2013). This is likely why the contribution of slow sinking

particles can only decrease with depth in the model but not in the observations.

5.4.4 ATTENUATION OF POC WITH DEPTH
The attenuation of POC through the water column describes how quickly
sinking POC is remineralised, with a high attenuation suggesting high POC
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Figure 5.3: Proportion of fast and slow sinking particles to total flux from
the model (a - ¢) and observations (d - f) from the Southern Ocean (blue),
Porcupine Abyssal Plain (red) and equatorial Pacific (orange).
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Figure 5.4: Total (fast + slow) mean attenuation of flux with in situ (mean
over sampling depth) temperature; a) b and b) z* Solid points are model
outputs and open points from observations. Error bars are standard error of
the mean. The error was too low from the model output to plot error bars.
Blue circles are SO, red squares PAP and orange triangles ETNP. The black
lines are the Marsay et al. (2015) regressions.

remineralisation. The parameters b (Martin et al., 1987) and z* (Boyd & Trull,
2007) were used to describe the attenuation of flux with depth. A recent study
suggests POC remineralisation is temperature dependent (Marsay et al., 2015),
hence the attenuation coefficients with temperature were compared. Total (fast
+ slow) sinking mean b and z* values from the model were similar at all sites
(Figs. 5.4 a & b) with no correspondence with temperature, even though slow
sinking particles are remineralised as a function of temperature in the model.
Hence modelled slow sinking b and z* increase and decrease respectively with
temperature (Table 5.1). The observations show a non-linear relationship with
temperature that deviates away from the Marsay et al. (2015) regression, such
that remineralisation increases (high attenuation) rapidly at temperatures greater
than 13 °C. The variability is much greater in the observations than the model,
a feature that is consistent across all indices (Fig. 5.4 a & b). Apart from at the
ETNP where the model and observations agree, the observations consistently
conserve POC with depth compared to the model. This could be due to diel
vertical migration (DVM) of zooplankton that actively transfer POC to depth
(Wilson et al., 2008). Chapter 2 showed the high Southern Ocean b values
were a result of DVM, a process not parameterised in the MEDUSA model.
Active transfer via DVM is a complex process that is difficult to model, but it is

potentially important as it has been shown to account for 27 % of the total flux
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Table 5.1: Fast and slow sinking mean b and z* at each site. NA shows
sites where the range was too large (> 1000 m) and n too small (< 5) to
produce an accurate mean. ¢ - ¢ depicts where mean 2* values were negative
because of higher fluxes at depth.

b z* (m)
Sinking fraction | Site | Model Observed | Model Observed

Fast SO 0.63 0.47 229 -

PAP 0.72 0.57 199 329
ETNP 0.70 0.24 207 -
Slow SO 0.87 1.13 166 -

PAP 1.27 NA 113 169

ETNP 1.47 NA 98 33

in the North Atlantic (Hansen & Visser, 2016).

The strong alignment of the model and observed attenuation at the ETNP
is likely because of the lack of particle processing by zooplankton in the model
and naturally in oxygen minimum zones (OMZs). The daytime depth of ver-
tically migrating zooplankton is reduced in OMZs due to low dissolved oxygen
concentrations (Bianchi et al., 2013), which at the ETNP reach < 2 pmol kg ™!
by 120 m. Further, the population of zooplankton below this depth is almost
non-existent in OMZs (Wishner et al., 2013) and those that are there feed on
surface particles, not those in the OMZ core (Williams et al., 2014). Thus zoo-
plankton consumption and manipulation of particles is greatly reduced naturally

in OMZs and in the MEDUSA model.

5.4.5 EFFICIENCY OF THE BIOLOGICAL CARBON PUMP

The BCPeff (proportion of mixed layer primary production found at depth,
here 150 - 300 m) plots of Buesseler & Boyd (2009) have been replicated by
plotting PEeff against transfer efficiency (Teff); for fast, slow and total sink-
ing particles (Fig. 5.5 a - ¢). According to the observations, the SO had the
highest total BCPeff at 40 % (Fig. 5.5 c), similar to the maximum observed
by Buesseler & Boyd (2009) in the North Atlantic. For the Southern Ocean the
observations showed a higher BCPeff than the model by about 10 % across all
sinking fluxes (Fig. 5.5). This difference was largely due to a very high Teff
estimated from observations (> 1). This implies fluxes increased at depth, likely
due to active fluxes by vertically migrating zooplankton (Chapter 2). Active
fluxes could account for high observed Teff in the slow sinking particles, as well

as fragmentation of larger particles at depth (Mayor et al., 2014).
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Figure 5.5: Efficiency of the biological carbon pump for a) fast, b) slow and
c) total sinking particles. Particle export efficiency (PEeff) is plotted against
transfer efficiency (Teff). Contours represent BCPeff (proportion of primary
production at depth). Blue circles are Southern Ocean, red squares PAP and
orange triangles equatorial Pacific. Closed points show model output and
open points are observations.
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Even though the PAP site had the highest PP, the BCPeff was lowest (<
15 %). There were also large differences (up to 15 %) in the BCPeff between
the model and the observations at the PAP site driven by large discrepancies in
PEeff. Observations of fast sinking PEeff were much lower than predicted by
the model (Fig. 5.5 a), which could result from active grazing and fragmentation
of large particles by zooplankton. Teff of fast sinking particles were low and
consistent with model predictions suggesting that active transfer via DVM (not
parameterised in the model) plays a relatively minor role at the PAP site. There-
fore mineral ballasting (Armstrong et al., 2002; Frangois et al., 2002), that drives
Teff in the model, may be the main driver of Teff at PAP. The slow sinking
BCPeff was similar at PAP (ca. 1 %) despite a large difference in Teff (Fig. 5.5
b). Fragmentation of fast to slow sinking particles at depth could explain the
difference in slow sinking Teff.

Finally the BCPeff for the ETNP is very similar between the model and
observations for all sinking fluxes (Fig. 5.5). The similarity in the BCPeff here
echoes the similarity shown for POC attenuation with depth. This reiterates the
finding that the observations and model agree on BCPeff only in areas of the
global ocean where processing of particles by zooplankton is reduced due to very

low dissolved oxygen concentrations.

5.5 SUMMARY

Observations and model output from the upper mesopelagic zone in three
contrasting oceanic regions were used to assess how zooplankton may affect the
efficiency of the biological carbon pump. Fast and slow sinking particles were
collected separately in situ, which are also separated into discrete classes in the
MEDUSA model. The model has limited processing of particles by zooplankton
with only slow sinking particles being grazed upon.

The results highlight the crucial role zooplankton play in regulating the effi-
ciency of the biological carbon pump through: 1) controlling particle export by
grazing, 2) fragmenting large, fast sinking particles into smaller, slower sinking
particles and 3) active transfer of POC to depth. Comparisons of the model and
observations in an oxygen minimum zone provide strong evidence of the impor-
tance of zooplankton in regulating the BCP. Here extremely low dissolved oxygen
concentrations at depth reduce the abundance of zooplankton in the mid-water

column and their metabolism. Thus the role of zooplankton on degrading or
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repackaging particles is vastly reduced in OMZs, so here the model, with lim-
ited zooplankton interaction with particles, shows the strongest agreement with
observations.

It is recommended that grazing on large, fast sinking particles and the frag-
mentation of fast to slow sinking particles (either via zooplankton or abiotically)
is introduced into global biogeochemical models, with the aim of also incorpo-
rating active transfer. Future changes in climate such as the expansion of OMZs
may decrease the role of zooplankton in the biological carbon pump globally thus

increasing its efficiency.
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Chapter 6

Conclusions and further work

The aim of this thesis was to further our understanding of the biological carbon

pump by looking at two key processes:
1. The export of particles out of the mixed layer
2. The transfer and degradation of particles in the mesopelagic zone.

These processes were studied in detail using observations made in the Southern
Ocean and Equatorial Pacific, then coupled with observations from the North
Atlantic to globally assess the efficiency of organic carbon cycling in the ocean.
This work was unique due to the analysis of fast and slow sinking particles
separately, as slow sinking particles are rarely collected separately in particle

flux studies.

6.1 KEY FINDINGS
This work produced three major findings:

1. Particle export efficiency is inversely related to primary production (Chap-

ters 2 and 5)

2. The process of formation and disaggregation of suspended, slow sinking and
fast sinking particles is more complex than previously thought (Chapters 3

and 4)

3. The magnitude of particulate organic carbon remineralisation in the mesopelagic

zone is controlled by zooplankton (Chapters 2, 3 and 5).
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6.1.1 PARTICLE EXPORT EFFICIENCY AND PRIMARY PRODUCTION

The classical view of the biological carbon pump is that organic carbon is
produced during primary production in the surface ocean and that a fraction of
this is exported. Thus the higher the primary production, the greater the pro-
portion that is exported. In the last three years this long standing assumption
has been overturned; for instance in the Southern Ocean the higher the primary
production, the lower the efficiency at which the particles are exported. How-
ever, this relationship holds when including data from the equatorial Pacific and
Northeast Atlantic, suggesting this may be a global phenomenon.

Using in situ data from the Southern Ocean showed that grazing by zoo-
plankton could be an important top down control on particle export. Grazing
could lower measured primary production, but increase the measured export flux
due to high fluxes of zooplankton faecal pellets. When using the MEDUSA
ecosystem model to study this relationship, an inverse relationship between par-
ticle export efficiency and primary production was only reproduced in the model

when zooplankton grazed on particles.

6.1.2 FORMATION AND DISAGGREGATION OF PARTICLES

It is generally thought, and thus modelled (see section 1.4.2), that small
phytoplankton cells become incorporated into slow sinking detritus and large
phytoplankton cells become incorporated into fast sinking detritus, with little
or no interaction between particles at depth. This suggests that once particles
have been exported they either sink quickly to the deep ocean, undergoing little
remineralisation as seen in the Northeast Atlantic (Billett et al., 1983), or they
sink slowly and are remineralised rapidly.

Work from this thesis in the Equatorial Tropical North Pacific showed that
slow sinking particles are indeed remineralised rapidly, but the rate is so quick
that slow sinking particles found at depth must be produced there. This is
most likely from the disaggregation of fast sinking particles, which using lipid
biomarkers, were shown to have a significantly similar composition to slow sinking
particles.

Phytoplankton community structure does not directly affect the size of par-
ticle flux, however, it may have a strong influence on the type of particles and
how they are formed. For instance in areas where large phytoplankton dominate

such as the Southern Ocean, these may rapidly aggregate and sink to the deep
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ocean or support larger zooplankton communities that produce large sinking fae-
cal pellets. However, in tropical areas such as the equatorial Pacific, where small
phytoplankton occur, large fast sinking aggregates may only be formed through
the aggregation of smaller particles or flocculation with gelatinous particles. This
was shown by the significant dissimilarity in lipid composition of mixed layer and
exported fast sinking particles. Adjusting models to take these findings into ac-

count may result in increased accuracy when compared to observations.

6.1.3 REMINERALISATION IN THE MESOPELAGIC ZONE BY ZOOPLANK-

TON

The role of zooplankton in the biological carbon pump is complicated, as
they can both enhance and decrease particle flux. In the Southern Ocean zoo-
plankton, mostly krill, enhanced flux at depth by producing faecal pellets, thus
the attenuation of flux (or remineralisation) with depth was low. Conversely, in
the Equatorial Pacific the overall effect of zooplankton was to decrease flux to
depth via respiration and fragmentation of particulate organic carbon; because
decreased interactions between zooplankton and particles actually increased flux
to depth.

The MEDUSA model was also used to examine the influence of zooplankton
on mesoepelagic particle flux. In the Southern Ocean the model underestimated
the transfer of POC to depth, as it does not parameterise diel vertical migration
and its contribution to particle flux. However, in the Equatorial Pacific the model
matched well with observations as here low oxygen concentrations drastically re-
duce zooplankton processing on particles. Therefore the reduced zooplankton
paramterisations in the model means it best represents environments where zoo-
plankton abundance and metabolism, thus reworking of particles, is low.

Modelling zooplankton is complex and thus produces some uncertainties in
these conclusions. For instance zooplankton can be herbivores, detritivores and
bacteriovores with different feeding techniques (Fasham et al., 1990). Yet when
modelled often only one or two zooplankton groups are parameterised and so
parameters representing one particular group of zooplankton are chosen to be
represented, e.g. a copepod herbivore (Fasham et al., 1990). Additionally the re-
lationship between grazing rate and food supply is often expressed as a Michaelis-
Menton relationship which saturates. However if a different relationship is used

that does not saturate this effects the output of zooplankton in the model (Franks,
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2002).

In modelling there is a trade-off between the complexity of a model and
performance. Increasing parameterisations likely leads to the model best rep-
resenting an ecosystem, however this also increases some uncertainties and is
computationally expensive. A review of ecological models recommended that
simple ‘minimum-realistic’ models are used over a single ‘ultimate’ ecosystem
model (Fulton et al., 2003). The MEDUSA model by Yool et al. (2013) is more
complex than many ecosystem biogeochemical models as it includes two state
boxes for phytoplankton, zooplankton and detritus, although obviously it does
not represent all processes in the natural environment as we understand them.
Thus it is possible other parameterisations other than zooplankton may explain
some of the mis-matches between these observations and the model output.

For instance sinking speed of detritus has been shown to influence mod-
elled zooplankton stocks, producing more zooplankton and higher sinking speeds
(Fasham et al., 1990). In the model detrital sinking speed is constant yet mean
rates differ between areas in the observations by > 100 m d~!. Also grazing
rates are not expressed as a function of temperature in MEDUSA as they are in
other studies (Schartau & Oschlies, 2003; Chen et al., 2012), but this has been
flagged as an area of development for MEDUSA (Yool et al., 2013). Further
the remineralisation rate in MEDUSA (0.01 d~!) is much lower than the mean
turnover of fast sinking detrital carbon in this thesis (0.13 d~!) and that used
in other modelling studies (0.1 d=! (Fasham et al., 1990; Doney, 1999)). To
test if zooplankton parameterisation is the main reason for differences in obser-
vational and modelled attenuation of POC the MEDUSA model should be ran

with zooplankton removed at mesopelagic depths (see section 6.3.3).

6.2 MAJOR FINDING

The key theme running through these chapters has been that zooplankton
are key regulators of the biological carbon pump. Their presence can increase
particle flux to depth wvia production of faecal pellets and decrease it through
fragmentation and respiration. Thus their influence on efficiency of the biolog-
ical carbon pump is variable but important. A hypothesis is that when small
phytoplankton (thus small zooplankton) dominate the plankton community, the
zooplankton produce smaller, slower sinking faecal pellets, lowering the effect of

any active transfer. Consequently in these areas the net role of zooplankton is
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that they decrease particle flux due to the larger signals of fragmentation and
respiration of particles. These environments often occur at low latitudes, where
in some areas oxygen minimum zones exist. Hence, in oxygen minimum zones the
absence of zooplankton leads to increased flux to the deep ocean. Conversely, in
environments where large phytoplankton (so large zooplankton dominate), zoo-
plankton increase flux to depth via the production of larger, faster sinking faecal
pellets that contribute to active transfer. Capturing these complex dynamics
mathematically is difficult, but is important so that models can estimate how

changes in future climate will affect our ocean biology, thus our atmosphere.

6.3 FUTURE WORK

6.3.1 EXTENDED MEASUREMENTS OF PEeff AND PRIMARY PRODUC-
TION

This thesis showed that particle export efficiency can be inversely linked to
primary production, a phenomena not regularly discussed or appreciated prior
to Maiti et al. (2013). An inverse relationship has also be observed by Le Moigne
et al. (2016) and other unpublished work being undertaken at NOCS. To de-
termine the spatial and temporal extent of this relationship it is important to
calculate it with a greater primary productivity range and in different areas to
those observed in this thesis. The implications would change the general consen-
sus of biological carbon pump processes and thus lead to alterations in the way

particles are parameterised in models.

6.3.2 DEVELOP SINKING RATE EXPERIMENTS USING THE FLOWCAM

The FlowCAM proved to be a very useful tool for measuring the sinking rates
of larger (100 - 2500 pm) particles. As well as providing data from which sink-
ing rates could be calculated it also provide data on size, transparency, aspect
ratio and the images were used to identify each particle. I would recommend
using a FlowCAM to measure particle sinking rates in a laboratory setting. The
FlowCAM could be used to test the relationship between size and sinking rate
of particles in areas outside the ETNP (this thesis) and more faster sinking par-
ticles. The aim would be to test if the relationship observed here persists, where
sinking rate increases non-linearly with particle size. If this relationship holds,
the average sinking rates of particles could easily be estimated just by knowing

the size (to the nearest 50 pm) of the particle. This would allow many more
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particle sinking rates to be estimated and the use of autonomous instruments

where particles do not need to be collected, such as a video plankton recorder.

6.3.3 REMOVE ZOOPLANKTON FROM MODELS

One of the main findings of this thesis was that zooplankton have a prominent
role in the biological carbon pump and setting its efficiency. This could be tested
using models. For instance taking the model produced by Giering et al. (2014)
in the North Atlantic and running it at two depths, firstly at the mixed layer
depth (e.g. 50 m) not altering the model and at 200 m below this simulating an
oxygen minimum zone by removing zooplankton from the model. Here one would
expect to see an increase in particle flux to depth from the lack of respiration
and fragmentation by zooplankton. The model would likely need to be further
altered to completely represent the tropical OMZ and not the North Atlantic. For
example setting pico-phytoplankton as the dominant plankton and altering the
pathways for aggregation such that slow sinking particles produced fast sinking
particles and they are not formed from pico-phytoplankton directly. This work
would consolidate the theory that the absence of zooplankton interacting with
particles in oxygen minimum zones is the main driver of the high remineralisation

length scales observed in OMZs.

6.3.4 IMPROVE ZOOPLANKTON PARAMETERISATION IN MODELS

One of the main observations throughout each study in this thesis was the
importance of zooplankton in setting the efficiency of processes within the biolog-
ical carbon pump (e.g. particle formation, particle export and transfer efficien-
cies). However, many biogeochemical models (NASA, MEDUSA, PISCES) have
have fewer interactions between zooplankton and organic particles than we know
about. For instance diel vertical migration (active transfer) is rarely ever param-
eterised and often fragmentation by zooplankton is not either. Improving models
to include as many known particle processing by zooplankton would hopefully
improve fidelity between modelled and observed particle flux data. Using models
that represent particle processing to the best of our current knowledge is impor-
tant so that the models can be used to predict with a great degree of certainty
how atmospheric climate change will alter our oceans. A recent study compared
the changes in export production of four marine ecosystem models under the
RCP forcing 8.5 (business-as-usual) over the next 100 years (Laufkotter et al.,

2015). This study showed there was large discrepancy between all four models
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and further research was needed on plankton community structure, particle com-
position and sinking behaviour, particle aggregation rates, ballasting effects and
grazing to support further model development (Laufkotter et al., 2015). Some
of these elements were studied during this thesis, but still uncertainties of how
processes will change with space and time is uncertain.

This thesis has furthered our understanding of the biological carbon pump,
both on a regional and global level. It has highlighted the important role zoo-
plankton play in indirectly regulating atmospheric carbon dioxide levels. How
the biological processing of carbon in the ocean will be affected by global climate

change is still unknown and this should be a focus for future research.
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Table A.1: Sampling locations and dates.

Station Date Latitude Longitude

ID °N °E
15-01-2013 -59.91 -53.03
16-01-2013 -58.52 -51.26

10 17-01-2013 -59.91 -49.42

12 18-01-2013 -60.97 -48.14

16 20-01-2013 -07.97 -42.93

19 21-01-2013 -55.20 -41.32

22 22-01-2013 -52.91 -40.14

25 23-01-2013 -50.29 -39.02

27 24-01-2013  -50.961 -37.62

29 25-01-2013 -52.61 -36.62

32 28-01-2013 -51.69 -34.98

34 29-01-2013 -01.37 -31.09

36 30-01-2013 -53.63 -29.33

38 31-01-2013 -55.93 -27.26

40 01-02-2013 -58.09 -25.93

43 03-02-2013 -63.26 -25.35

44 04-02-2013 -62.27 -26.85

46 05-02-2013 -60.14 -29.49
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Table A.2: MSCg, POC concentrations for the fast sinking, slow sinking
and suspended particles and the total POC.

Station Depth Fast Slow Susp Total
ID (m)  (ugL7") (pgL™") (ugL™") (ugL™h)
6 50 0.001 3.47 161.39 164.86
50 0.004 5.58 156.47 162.06
10 25 0.04 0.00 162.98 163.02
12 75 0.15 15.76 93.17 109.07
16 50 0.03 26.08 104.93 131.04
19 50 0.03 29.71 146.61 176.35
22 75 0.05 0.00 193.01 193.06
25 75 0.05 12.21 47.64 59.90
27 50 0.02 3.27 254.86 258.15
29 75 0.01 2.77 75.11 77.90
32 50 0.04 8.49 184.18 192.71
34 50 0.04 11.44 142.22 153.69
36 50 0.05 6.27 156.39 162.72
38 50 0.08 0.00 190.86 190.94
40 50 0.01 8.91 237.64 246.56
43 50 0.10 4.63 70.23 74.97
44 50 0.10 8.46 99.37 107.93

46 25 0.12 6.80 97.56 104.48
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Figure A.1: Chlorophyll a, BSi and Zooplankton; a) Total (> 0.7 um) and
b) large (> 10 pum) Chl a and c¢) Biogenic silica concentrations averaged over
the mixed layer, d) Total zooplankton, e) Cyclopoid copepod and f) Calanus
copepod abundance (individuals m~2) over the upper 200 m.
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Table A.3: MSCp POC concentrations for the fast sinking, slow sinking
and suspended particles and the total POC.

Station Depth Fast Slow Susp Total
ID (m)  (ugL™") (ugL™") (ugL™") (ugL™)
6 150 0.006 0.95 55.37 56.33
150 0.04 11.66 43.23 54.94
10 125 0.05 12.20 29.49 41.74
12 175 0.15 2.50 54.39 57.04
16 150 0.05 4.79 128.15 133.00
19 150 0.02 4.14 35.39 39.56
22 175 0.006 7.40 1106.78 114.19
25 175 0.00 7.02 47.04 54.07
27 150 0.04 6.77 110.22 117.02
29 175 0.00 0.00 69.88 69.88
32 150 0.06 5.35 72.55 77.97
34 150 0.01 4.01 61.18 65.20
36 150 0.00 0.00 57.36 57.36
38 150 0.02 7.09 350.81 358.10
40 150 0.02 3.47 53.06 56.55
43 150 0.02 3.21 40.05 43.28
44 150 0.02 1.15 62.50 63.66
46 125 0.02 1.89 52.86 54.77
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Remineralisation in an OMZ

Table B.1: Sampling locations and dates.

Station Date Latitude Longitude Area

ID °N °W

1 03-01-2014 13.35 91.20 Onshore
2 09-01-2014 13.26 91.22 Onshore
3 15-01-2014 13.25 91.22 Onshore
4 21-01-2014 13.21 91.22 Offshore
) 27-01-2014 13.13 91.17 Offshore
6 02-02-2014 13.04 91.11 Offshore
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Table B.2: POC concentrations for the fast sinking, slow sinking and sus-
pended particles and the total POC.

Station Depth Fast Slow Susp Total
ID (m)  (pgL™") (pgL™h) (ugL™") (ugL™)
1 40 2.24 10.46 205.87 217.71

60 191 10.36 113.21 125.28
80 1.98 4.60 59.89 65.58
90 1.29 0.00 120.98 121.30
2 40 0.92 9.73 113.14 123.65
60 0.55 4.81 102.75 107.36
120 1.06 0.00 88.21 89.06
150 0.90 1.24 64.86 66.14
3 50 0.53 0.86 105.47 106.40
110 0.79 0.00 93.64 93.79
170 0.87 7.95 14.53 22.82
220 0.72 10.00 72.49 72.72
4 40 0.38 43.00 171.16 214.37
120 0.36 0.00 131.25 131.36
220 0.53 0.00 111.58 111.53
350 0.56 0.00 112.01 112.56
) 70 0.52 10.81 111 123.05
220 0.53 3.04 79.16 82.73
350 0.32 11.12 49.17 60.62
6 40 0.79 0.00 205.94 206.72
120 0.48 0.00 150.47 150.96
220 0.37 0.00 73.82 74.19
350 0.41 0.00 87.02 87.42
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Table B.3: POC fluxes fast sinking, slow sinking and total particles.

Station Depth Fast Slow Total
ID (m) (mgCm2d?Y) (mgCm2d!) (mgCm2d?)
1 40 350 17 367
60 309 168 477
80 225 6 232
90 140 0 140
2 40 143 28 171
60 88 42 130
120 121 0 121
150 97 20 117
3 50 83 6 89
110 128 0 128
170 99 58 158
220 78 0 78
4 40 58 345 403
120 58 0 o8
220 60 0 60
350 60 0 60
) 70 81 1140 221
220 87 54 141
350 37 57 95
6 40 122 0 122
120 78 0 78
220 42 2 44
350 44 28 72

Table B.4: ANCOVA for the effect of depth and fraction on k.

Coefficients Estimate s.e t value P
Intercept k (h™!) Fast -1.672 0.1592  -10.5 < 2e-16
Depth k& (h™! m~1) Fast -0.0038  0.0014 -2.631  0.011
A Intercept Slow 1.01 0.25 4.03 0.00018

Ak (h™! m~!) Slow v Fast  0.0066 0.002  3.088 0.003
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Figure B.1: ESD vs. sinking rate. Bins are by ESD and each 1.5 x larger
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Data and figure by Mark Trimmer.



Appendix C

Particle composition

Table C.1: Lipid compounds (Jeffreys et al., 2009).

Abbreviations Systematic name

1 C14:0 acid tetradecanoic acid

2 (C14:0 alcohol 1-tetradecanol

3  4-C15:0 acid 13-methyltetradecanoic acid
4 a-C15:0 acid 12-methyltetradecanoic acid
5 (C15:0 acid pentadecanoic acid

6 C15:0 alcohol 1-pentadecanol

7  A"-C16:1 acid 7-hexadecenoic acid

8 AY-C16:1 acid 9-hexadecenoic acid

9 (C16:0 acid hexadecanoic acid

10 C16:0 alcohol 1-hexadecanol

11 4-C17:0 acid 15-methylhexadecanoic acid
12 a-C17:0 acid 14-methylhexadecanoic acid
13 C17:0 acid heptadecanoic acid

14 C17:0 alcohol 1-heptadecanol

15 (C18:3 acid 9,12,15-octadecatrienoic acid
16 C18:4 acid 3,6,9,12-octadecatetraenoic acid
17 C18:2 acid 6,9-octadecadienoic acid

18 (C18:4 acid 6,9,12,15-octadecatetraenoic acid
19 C18:2 acid 9,11-octadecadienoic acid

20 C18:3 acid 6,9,12-octadecatrienoic acid
21  A%-C18:1 acid 9-octadecenoic acid
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Table C.1: Lipid compounds (Jeffreys et al., 2009).

Abbreviations

Systematic name

22
23
24
25
26
27
28
29
30
31
32
33
34
35
36
37
38
39
40
41
42
43
44
45

C18:2 acid

A1-C18:1 acid

C18:0 acid
(C18:0 alcohol
C19:0 acid
C19:0 alcohol
C20:0 acid
(C20:0 alcohol
C21:0 acid
(C21:0 alcohol
C22:0 acid
(C22:0 alcohol
C23:0 acid
(23:0 alcohol
C24:0 acid
(C24:0 alcohol
(C25:0 acid
C26:0 acid
(C26:0 alcohol

C27A%22 gterol

C27A° sterol
C27A0 sterol

C28A%22 gterol

C29A° sterol

12,15-octadecadienoic acid
11-octadecenoic acid
octadecanoic acid
1-octadecanol
nonadecanoic acid
1-nonadecanol

eicosanoic acid

1-eicosanol

heneicosanoic acid
1-heneicosanol

docosanoic acid
1-docosanol

tricosanoic acid
1-tricosanol

tetracosanoic acid
1-tetracosanol
pentacosanoic acid
hexacosanoic acid
1-hexacosanol
cholesta-5,22-dien-33-ol
cholest-5-en-33-o0l
(5aH)-cholestan-35-ol
24-methylcholesta-5,22-dien-35-0l
24-methylcholesta-5-en-35-ol




Appendix D

Efficiency of the biological

carbon pump

147



148 APPENDIX D. EFFICIENCY OF THE BIOLOGICAL CARBON PUMP

Table D.1: Sampling locations, depths dates in the Southern Ocean (SO),
Porcupine Abyssal Plain (PAP) site and Equatorial Tropical Northern Pacific
(ETNP).

Station Area Latitude Longitude Date Depth
ID °N °E (m)

1 SO -59.9096 53.0300 15/01/2013 25, 125
2 SO -58.51637 51.2597 16/01/2013 40, 140
3 SO -59.91357 49.4159 17/01/2013 40, 140
4 SO -60.97059 48.1354 18/01/2013 40, 140
) SO -97.97091 42.9343 20/01/2013 40, 140
6 SO -55.20345 41.3218 21/01/2013 40, 140
7 SO -52.90708 40.1359 22/01/2013 40, 140
8 SO -50.28753 39.0203 23/01/2013 40, 140
9 SO -50.95719 37.6151 24/01/2013 70, 170
10 SO -52.68932 36.6230 25/01/2013 70, 170
11 SO -51.68808 34.9765 28/01/2013 70, 170
12 SO -51.36901 31.0913 29/01/2013 70, 170
13 SO -53.6265 29.3274 30/01/2013 70, 170
14 SO -55.92838 27.2584 31/01/2013 70, 170
15 SO -58.08564 25.9257 01/02/2013 70, 170
16 SO -63.25913 25.3539 03/02/2013 20, 120
17 SO -62.26828 26.8482 04/02/2013 70, 170
18 SO -60.14215 29.4865 05/02/2013 70, 170
19 PAP 48.3869 16.0842 04/06/2013 60, 160
20 PAP 48.3892 16.0858 05/06/2013 40, 140
21 PAP 48.3891 16.0857 07/06/2013 45, 145
22 PAP 48.3892 16.0875 07/06/2013 45, 145
23 PAP 48.3894 16.0858 09/06/2013 45, 145
24 ETNP  13.2464 91.2275 15/01/2014 40, 120
25 ETNP  13.2129 91.2278 21/01/2014 70, 220
26 ETNP 13.137 91.1791 27/01/2014 40, 120
27 ETNP  13.0418 91.1152 02/02/2014 50, 110
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