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ABSTRACT

GEOCHEMISTRY OF DEEP-SEA HYDROTHERMAL VENT FLUIDS
FROM BROKEN SPUR, RAINBOW AND LOST CITY HYDROTHERMAL
VENT FIELDS, MID-ATLANTIC RIDGE

Sevgen, Serhat
Master of Science, Oceanography
Supervisor: Assoc. Prof. Dr. Mustafa Yiicel

May 2021, 146 pages

Mid- Atlantic Ridge (MAR) is a very special tectonic environment which contains
compositioanlly distinct hydrothermal vent fields as a result of its slow spreading
character. Considering the increasing efforts on understanding the role of
hydrothermal vents in both local and global ocean system, MAR enables to develop
a wholistic approach to study formation, evolution and near field transportation of
hydrothermal vent products in different vent fields at the same time. Here we present
our results obtained from one of each representative vent settings that exists on the
MAR (Type 1: Broken Spur, Type 2: Rainbow and Type 3: Lost City) during a
research expedition with N/O L’Atalante and ROV Victor 6000 in 2018. ROV-
assisted hydrothermal fluid sampling was conducted and samples were taken from
the orifice as well as different heights of the hydrothermal plumes of corresponding
vents. Upon the sample collection, both on-board and on-shore measurements for
major ions, hydrogen sulfide and transition metals were performed by using ion
chromatography, colorimetric methods, and ICP-MS. Our results, in support of
previous reports for endmember fluid compositions, show that interplay of
temperature, pH, Cl and H2S concentrations control the formation and transportation
of dissolved species in Rainbow, Broken Spur and Lost City hydrothermal fluids.



On the other hand, Rainbow and Lost City fields show high temporal stability over
~20 years’ time span however substantial changes were observed in Broken Spur
fluids in ~25 years, which contrasts with previous findings describing high temporal
stability of MAR hydrothermal vents. Considering intense cooling (~100 °C) upon
the fluid rise to seafloor in Broken Spur hydrothermal field, we are proposing Broken
Spur experiences extensive Si (up to 50%) and Fe precipitation in the subseafloor as
Fe-silicate and Fe-sulfide minerals. Furthermore, plume geochemistry results
indicate metal oxide and silicate phases are important fraction of Rainbow
(nano)particle pool while low Fe:H.S dynamics in Broken Spur plume result in
formation and domination of metal sulfide phases. Considering high removal trends
and high correlations observed in metals, silica and cations, we are proposing reverse
weathering reactions might be responsible in formation of metal silicate phases
especially in Rainbow and possibly in Broken Spur plumes. Finally, our findings in
conjunction with previous studies show that hydrothermal vents are factories for
biologically important (nano)particles regardless of the setting. Hence, considering
the possible global scale effects of such hydrothermal vent products, we are
suggesting hydrothermal (nano)particles might have played much more important

roles in major geological events in the Earth’s history than previously thought.

Keywords: Mid-Atlantic Ridge, Hydrothermal Vents, Rainbow, Broken Spur, Lost
City
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ORTA ATLANTIK SIRTINDA BULUNAN BROKEN SPUR, RAINBOW VE
LOST CITY DERIN DENiZ HIDROTERMAL BACALARININ
AKISKANLAR JEOKIMYASI

Sevgen, Serhat
Yiiksek Lisans, Osinografi
Tez Yoneticisi: Dog. Dr. Mustafa Yiicel

Mayis 2021, 146 sayfa

Orta Atlantik Sirt1 (MAR), yavas acilim Karakterinin bir sonucu olarak
kompozisyonel agidan farkli hidrotermal bacalar igeren ¢ok ozel bir tektonik
ortamdir. Hem yerel hem de kiiresel okyanus sistemindeki hidrotermal bacalarin
roliinii anlamaya yonelik artan ¢abalar1 goz 6niinde bulundurarak, Orta Atlantik Sirti,
hidrotermal baca triinlerinin olusumunu, gelisimi ve tasinimini ayni anda farkli
alanlarda ¢aligsmak igin biitiinsel bir yaklagim sunmaktadir. Burada, 2018 yilinda N /
O L'Atalante ve ROV Victor 6000 ile yapilan bir arastirma gezisi sirasinda MAR'da
bulunan her temsili hidrotermal baca 6rneginin birinden elde ettigimiz sonuglari
sunuyoruz (Tip 1: Broken Spur, Tip 2: Rainbow ve Tip 3: Lost City). ROV destekli
hidrotermal sivi  orneklemesi gergeklestirilerek ilgili bacalarin hidrotermal
piiskiirtiilerinin farkli yiiksekliklerinden &rnekler alindi. Orneklemeyi takiben hem
gemide hem de karada iyonlarin, hidrojen siilfiiriin ve gegis metallerinin dlgtimleri
iyon kromatografisi, kolorimetrik yontemler ve ICP-MS kullanilarak
gergeklestirildi. Hidrotermal sivi bilesimleri konusunda onceki raporlart destekleyen
sonuglarimiz, sicaklik, pH, CI ve H»S konsantrasyonlarinin karsilikli etkilesiminin
Rainbow, Broken Spur ve Lost City hidrotermal sivilarinda ¢6ziinmiis tiirlerin

olusumunu ve tasinmasim kontrol ettigini gdstermektedir. Ote yandan, Rainbow ve
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Lost City sahalari, ~20 yillik bir zaman diliminde yiiksek zamansal kararlilik
sergilerken Broken Spur sivilarinda, MAR hidrotermal bacalarinin yiiksek zamansal
kararliligin1 tanimlayan Onceki bulgulara aykiri olarak, ~25 yil i¢cinde 6nemli
degisiklikler gozlenmistir. Broken Spur alaninda hidrotermal sivilarin derinlerden
deniz tabanina taginmasi sirasinda meydana gelen yogun sicaklik kaybini (~100 ° C)
g6z ontinde bulundurarak, bu alanda deniz tabaninin altinda asir1 miktarda silika
(50% kadar) ve demirin Fe-silikat ve Fe-siilfit mineralleri olarak ¢okeldigini
Ongoriiyoruz. Ayrica, plskiirtii jeokimyasi sonuglari, metal oksit ve silikat fazlarinin
Rainbow (nano)parcacik havuzunun 6nemli bir pargasi oldugunu, Broken Spur
sistemindeki diisiik Fe:H2S dinamiklerinin ise metal siilfit fazlarinin olusumuna ve
hakimiyetine neden oldugunu gostermektedir. Metal, silika ve katyon
konsantrasyonlarinda gozlemlenen azalim egilimleri ve yliksek korelasyonlar géz
oniine alindiginda, 6zellikle Rainbow ve muhtemelen Broken Spur piiskiirtiilerinde
metal silikat fazlarmin olusumunda “reverse weathering” reaksiyonlarinin sorumlu
olabilecegini Oneriyoruz. Son olarak, Onceki c¢alismalarla baglantili olarak
bulgularimiz, hidrotermal bacalarin, ortam ne olursa olsun biyolojik olarak dnemli
(nano)pargacik fabrikalari oldugunu gostermektedir. Bu nedenle, bu tiir hidrotermal
baca {riinlerinin olas1 kiiresel Olgekli etkilerini géz Oniinde bulundurarak,
hidrotermal (nano)pargaciklarin Diinya tarihindeki 6nemli jeolojik olaylarda daha

once diisliniilenden ¢ok daha 6nemli roller oynamis olabilecegini 6ne siiriiyoruz.

Anahtar Kelimeler: Orta Atlantik Sirt1, Hidrotermal Bacalar, Rainbow, Broken
Spur, Lost City
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CHAPTER 1

INTRODUCTION

Hydrothermal vents mainly form due to circulation of seawater in the subseafloor
along tectonically and magmaticaly active places (e.g. convergent and divergent
plate boundaries etc.) in the world’s oceans. They are important actors in deep-sea
environments and their fluid compositions can be used as tracers to understand ocean
floor crustal processes. In other words, hydrothermal vent fluids is one of the most
well establish tool to obtain geo-bio-chemical information about subseafloor
processes by considering the difficulties in obtaining data from subsurface (i.e.
several km below the ocean floor) with other methods (German and Von Damm,
2003). For example, depth of fluid circulation and heat source can directly be
obtained by using the vent fluid composition since certain geochemical indicators
provide an integrated record for temperature and pressure conditions of the
subsurface (e.g. Bischoff and Pitzer, 1989; Von Damm et al., 1991; Charlou et al.,
2002; Gallant and Von Damm, 2006; Charlou et al., 2010). Beyond that,
hydrothermal vent fluids may cause formation of economically important mineral
deposits. These deposits provide valuable information on how redox reactions
control transportation of metals in the hydrothermal fluids (e.g. Tivey, 2007).
Additionally, hydrothermal deposits and sediments are natural archives and can be
used to understand the dynamics of ancient hydrothermal activities and their possible
major implications in the Earth’s history (e.g. Lund et al, 2016; Middleton et al,
2016; Costa et al, 2017). Hydrothermal activity and vent fluid compositions can also
provide some insights on biological activities in the subseafloor and near vent
environments by considering the amount of biomass flourishing in these

environments (e.g. Le Bris et al., 2019).



Furthermore, different studies (e.g. Resing et al., 2015; Fitzsimmons et al., 2017;
Ardyna et al., 2019) indicated that hydrothermal vents are not only local actors in
deep-sea environments but also their products are an important part of the global
ocean biogeochemical system. However, still an integrative understanding of
different mechanisms controlling hydrothermal vent fluid formation and evolution is
needed with further studies to emplace hydrothermal vents into a correct location in
global ocean system. Therefore, discoveries of new vent sites and examining
temporal and spatial variations of geochemical composition of hydrothermal vent

fluids are crucial.

In that respect, this thesis is planned to focus hydrothermal vents in Mid- Atlantic
Ridge (MAR) system since MAR contains the most diversified hydrothermal vents
in close proximities due to its slow spreading character. Within the objectives of this
thesis, geochemical characteristics of hydrothermal fluids from geologically
diversed Broken Spur, Rainbow and Lost City hydrothermal vent fields are examined
by considering both their subsurface water-rock reaction stage and hydrothermal
plume development stage. It was aimed to develop an up to date dataset for these
corresponding vent fields and understand their spatial and temporal variations in time
by comparing existing knowledge from the literature. Below, | first introduce
historical background in hydrothermal vent research, main mechanisms controlling
hydrothermal fluid formation and evolution, characteristics of slow spreading MAR
environment and description of study sites. In the following chapters, methodology
of sample collection and processing, measurement results and accordingly a

comprehensive discussion are presented.

1.1 History of Hydrothermal Vent Research

One of the first evidences on the presence of hydrothermal venting received in the
1960s after the investigation of hot (40-60 °C), salty water and metal rich sediments
on the Red Sea ocean basin (Bischoff, 1969). Since the Red Sea is a place where



active tectonic rifting occurs between African and Arabian plates, it represents a very
good example of young divergent plate boundary. Therefore, it was thought that
similar set of geochemical features might be present in other mid-ocean spreading
centers in the world’s oceans as well. Indeed, analysis on sediment core samples by
Bostrom et al. (1969) showed that global ridge crest is dominated by metalliferous
sediments. Additionally, detection of 3He anomalies in Pacific Ocean basin used as
a supporting evidence for presence of hydrothermal activity since the only source for
3He present in the ocean water column was thought to be earth’s interior, hence
hydrothermalism (Clarke et al., 1969). Then, the problems encountering in balancing
heat budget of the Earth arose after the plate tectonic theory and seafloor spreading
had started to take credits by scientific community in the years 1960-70’s and
convective processes in the oceanic crust, i.e. circulation of seawater with gradual
temperature increase and its release into seafloor, was considered to be a good way

to balance the heat budget of the Earth system.
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Figure 1.1. World map showing hydrothermal vent fields discovered to date
(Beaulieu et al., 2020). Red dots show confirmed vent areas while yellow dots
represent inferred vent areas

In the lights of all these progressions, in 1977, the first hydrothermal vent
discharging geochemically modified fluids with elevated temperatures (~17 °C)

compared to seawater was discovered along the Galapagos spreading center in the



Eastern Equatorial Pacific Ocean during a research expedition with DSV Alvin
(Corliss et al., 1979). These fluids had very cooler temperature than previously
assumed and there should be hydrothermal fluids with temperatures as high as 350
°C as Edmonds et al. (1979) predicted. It was not too long to take to discover the
first “black smoker” type high temperature hydrothermal venting, and hydrothermal
fluids having temperatures 38030 °C was reported at 21 °N East Pacific Rise (EPR)

within two years after the first discovery (Ballard and Grassle, 1979).

Since that time, new hydrothermal vent fields have been discovered in all ocean
basins including the Pacific, Atlantic, Indian, Artic and Southern Oceans (Rona et
al., 1986; Campbell et al. 1988; Murton et al., 1994; Fouquet et al., 1997; German et
al., 1998; German et al., 2000; Kelley et al., 2001; Klinkhammer et al., 2001; Baker
and German, 2004; Baker et al., 2006; German et al., 2010; Pedersen et al., 2010;
Rogers et al., 2012; Tao et al., 2012) (Figure 1.1). Despite of their widespread
appearance, a very small number of hydrothermal vent locations have been known
today considering the size of the ocean basins, however, with the new advancements
in deep-sea technologies such as autonomous underwater vehicles (AUVs), remotely
operated vehicles (ROVs), and research submersibles, and with increased interest

and efforts to deep-sea researches, new vents sites will continue to be discovered.

1.2 Formation and Evolution of Hydrothermal Vent Fluids

During the hydrothermal fluid circulation down through oceanic crust, seawater first
gets heated and its initial chemical composition starts to change due to reactions with
surrounding rocks. After reaching an appropriate reaction temperature, buoyancy of
modified seawater increases and it starts to rise rapidly back to seafloor by
channelizing through main fractures. Then, hot (350-400 °C), buoyant and
chemically modified hydrothermal fluids releases into cold (2-4°C) and denser deep-
water column and forming hydrothermal vents. Both depletions and enrichments of
different elements occur relative to initial seawater composition throughout all these

processes, and examining main mechanisms of hydrothermal fluid generation is



crucial to understand the ultimate fate of hydrothermal products. The factors
controlling fluid formation and evolution can mainly be summarized as (1) mid-
ocean ridge morphology and spreading rate, (2) subseafloor water/rock reactions and
phase separation, and (3) hydrothermal plume processes.

1.2.1 Mid-Ocean Ridge Morphology and Spreading Rate

Interplay of tectonic and magmatic processes in mid-ocean ridge systems have major
controls on formation and evolution of hydrothermal vent fields. Mid-ocean ridge
morphology is shaped under these forces and they have direct relationship with the
spreading rate of the system (Macdonald, 1982; Kelley et al., 2002; Karson, 2002).
Spreading rate is a geological phenomenon defining how fast plates are separating
with respect to each other. Different mid-ocean ridge systems can be divided into
different groups according to their spreading rates and fast, intermediate and slow
spreading ridges can be considered as fundamental types as they are the most
common and studied ridge systems in the world. Spreading rate of the mid-ocean
ridge systems and resultant ridge morphologies directly affect geochemical reactions
that produce hydrothermal fluids since age of the system, depth, size and shape of
the heat source, distributions of fractures and fissures in the crust, and composition
of the surrounding rocks as a reaction medium determine the temperature and
pressure conditions where water-rock reactions and phase separation occur in the
subsurface (Tivey, 2007; German and Von Damm, 2003). For example, fast
spreading East Pacific Rise (EPR) 9°50° N has an average spreading rate of 11 cm/
year (Carbotte and Macdonald, 1992). Sinton and Detrick (1992) indicated that a
continuous magma supply by a large magmatic body dominates the EPR system.
Also, ridge axis is lack of a large rift valley and intense faulting. In addition, due to
intense magmatic activity, ridge axis is dominated mostly by basaltic rocks (Figure
1.2). Interaction of seawater with basaltic rocks all over the ridge axis generally
produces high temperature (>300 °C), low pH, anoxic hydrothermal fluids
containing variable concentrations of hydrogen sulfide and metals. In addition to



that, due to the intense magmatic activity, magmatic eruption cycle of the system is
very short. That is, the first documented eruption happened in EPR 9°50° N in 1991/
1992 (Haymon et al., 1993; Rubin et al., 1994) and just within ~15 years in the late
2005/early 2006 second eruption was detected (Tolstoy et al., 2006). Besides the fast
spreading ridges, Mid-Atlantic Ridge system (MAR) is the best example of slow
spreading ridge in the world. Its spreading rate is approximately 3 cm/year in

average.

Zone of Active Faulting

Fast EPR 3°S

Intermediate EPR 21° N

Slow AR 37° N

Figure 1.2. Profiles of EPR 3° S (fast spreading ridge), EPR 21° N (intermediate
spreading ridge) and MAR 37° N (slow spreading ridge) (Kelley et al., 2002).
Magmatic activity is decreasing and faulting intensity is increasing toward slow
spreading MAR

Unlike EPR 9°50°N, there occur less emplacement of magma beneath the ridge axis
in MAR and therefore magmatic body cannot provide a melt supply as intense and
continuous as the one in fast spreading ridges (Kelley et al., 2002). Due to high
tectonic activity and less magmatic supply, ridge axis is divided by deep crustal faults
and characterized by a large tectonic valley (Figure 1.2). Karson (2002) indicated

that system is cut by large amount of discontinuities and therefore different types of



host rocks (e.g. basalt, gabbro, peridotite) can be transported through these faults
along the Mid-Atlantic Ridge (e.g. Kelley and Shank, 2010). This local variability
makes MAR the most diversified ridge system in the world and as a result,
compositionally different hydrothermal vent fields (from acidic to alkaline, metal-
rich to metal-free, volatile rich to poor) can be present in close proximities (Kelley
and Shanks, 2010). In addition, MAR is very steady system, that is, there is very long
eruption cycles unlike EPR, which makes composition of the fluids stable over time
(Charlou et al., 2010; Seyfried et al., 2011; Koschinsky et al., 2020). Finally,
intermediate spreading ridges are another important type of mid-ocean ridge and
understanding processes happening there is crucial because they exhibit transitional
features between two other fundamental ridge types, fast and slow spreading ridges
(Figure 1.2). East Pacific Rise 21 °N (EPR) and Juan de Fuca Ridge are the main
examples of intermediate spreading ridges in the world and their spreading rate is 6

cm/year in average.

1.2.2 Subseafloor Water/Rock Reactions and Phase Separation

It is possible to divide the subseafloor into three main zones where different
geochemical reactions occur during the hydrothermal fluid circulation. The first zone
is “recharge” zone, where initial seawater starts to seep down into ocean crust and
relatively low temperature reactions start to take place as a result of progressive
heating (Alt, 1995). As the temperature of seawater reaches ~150 °C, seawater losses
its Mg content with precipitation of Mg into clay minerals such as chlorite
(MgsAl2Siz010(0OH)g) and Mg-rich smectite (Alt, 1995) (Figure 1.3). pH of the
seawater starts to decrease as well and evolving fluid becomes more acidic as Mg
fixation forms H* ions as described in Reaction 1 (Tivey, 2007).

4(NaSi)o5(CaAl)osAlSiOg + 15Mg?* + 24H,0 = (Reaction 1)

3MgsAl2Sis010(OH)s + SiO2 + 2Na* + 2Ca?" + 24H*



Likewise, significant amount of Ca is also removed from the seawater and precipitate
as anhydrite (CaSQs) after exceeding ~150 °C since anhydrite has retrograde
solubility (Figure 1.3) (Bischoff and Seyfried, 1978). The precipitation of anhydrite
removes all of the Ca content of the seawater but it only removes approximately 33%
of the sulfate in seawater. It is important to notice that most of the endmember
hydrothermal fluids have at least a couple of micromolar level Ca in their
composition (see German and Von Damm, 2003) although Ca was highly depleted
in anhydrite formation. Therefore, another process acts as a Ca source should be

account.

CaAlzSi,0s + 2Na* + 4Si02 (aq) = 2NaAlSisOg + Ca?* (Reaction 2)
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Figure 1.3. General schematic view of hydrothermal vent fluid formation and

evolution in the subseafloor (Tivey, 2007)

Albitization is one of the primary reactions explaining the source of excess Ca in

hydrothermal fluids. In albitization, alteration of anorthite (CaAl.Si>Og) to albite



(NaAlSiz0s) result in substitution of Ca in anorthite with Na and affect their
concentrations in hydrothermal fluids as described in Reaction 2 (Berndt and
Seyfried, 1993; Alt, 1995; Tivey, 2007). Additionally, in recharge zone, modified
seawater starts to obtain a reducing character due to the reactions of water with Fe-
bearing minerals such as pyroxene, olivine and pyrrhotite (Figure 1.3). Reducing
conditions further cause reduction of remaining seawater sulfate into sulfide (Alt,
1995).
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Figure 1.4. Phase separation diagram in the given temperature and pressure
conditions (German and Von Damm, 2003). CP indicates critical point of seawater
(407 °C and 298 bars)

The second zone is generally known as “reaction” zone (Alt, 1995) where high
temperature and pressure conditions (~425°C and ~400 to 500 bars) lead most of the

reactions to happen since kinetics of reactions are faster at higher temperatures (e.g.



Pester et al., 2011). In this zone, hydrothermal fluids start to leach metals such as Fe,
Mn, Zn, and Cu from the rock (Figure 1.3).

During the fluid circulation in that zone, magmatic volatiles such as *He, CHs, CO,
and Hz can also be obtained by the hydrothermal fluid due to magmatic interaction
and degassing (Alt, 1995). One of the most important reactions in this zone is phase
separation (Figure 1.3). The hydrothermal fluid can separate into two different
phases mainly as high salinity brine and low-salinity vapor phases as a result of phase
separation if the fluid temperature and pressure conditions sufficient enough with
respect to critical point of seawater (407 °C and 298 bar) (Figure 1.4) (e.g. Bischoff
and Rosenbauer, 1985; German and Von Damm, 2003; Foustoukos and Seyfried,
2007). Phase separation affects the concentration of CI in hydrothermal fluids. That
is, hydrothermal fluids exhibit both enrichments and depletions of Cl concentration
with respect to seawater and Cl is quite a conservative element through water-rock
reactions however its concentration can mainly change with phase separation. Cl
becomes the major anion in the hydrothermal fluids considering depletion of sulfate
and titration of carbonate phases due to increasing acidity (Tivey, 2007). Therefore,
almost all cations are incorporated with Cl and can be transported as chloro-
complexes in hydrothermal fluids, and major changes in Cl concentration affect the
endmember concentration of most metals in the hydrothermal fluids (Von Damm,
1990). Additionally, different chemical phases show different partitioning tendency
between these two phases generated by phase separation. For example, most of the
gases such as H.S, CO2, He, CH4, H> partition into vapor phase while ions tend to
partition into brine phase (Von Damm, 1995). That is why state of phase separation

is very crucial as a determining factor for evolution of hydrothermal fluids.

In the third zone, which is known as “up-flow” zone (Alt, 1995), high temperature
hydrothermal fluids modified by all these reactions are very buoyant and rapidly rise
to seafloor (Figure 1.3). Because of upward rise of the fluid, pressure and
temperature starts to decrease and initiate cooling. Cooling can be either conductive
cooling where heat loss to surrounding rocks or adiabatic cooling due to
decompression. During the up-flow, hydrothermal fluids can meet and mix with

10



seawater and/or other modified hydrothermal fluids. This mixing process might
rapidly change physicochemical conditions of the hydrothermal fluids and might
initiate precipitation of different phases. For example, metals including copper, zinc
and iron precipitate to form metal sulfides and these minerals are deposited rapidly
and forming the hydrothermal chimneys and vent mineral deposits (Tivey, 2007).
Also, recent studies showed that this zone can act as a factory for nanometric size
mineral and particle formation. High rates in particle nucleation with respect to
particle growth in that zone can favor formation of nanoparticle size kinetically
stable metal phases (e.g. pyrite, zinc-sulfide), which might survive the immediate

precipitation (Yiicel et al., 2011; Gartman et al., 2014).

Furthermore, besides reactions with basaltic rocks, circulating waters might have
interactions with ultramafic rocks as well in mid-ocean ridge environments. This
leads to a very special set of geochemical reactions called serpentinization.
Serpentinization occurs due to aqueous alteration of ultramafic rocks rich in minerals
olivine and pyroxene. Ultramafic rocks are mainly mantle rocks and they might be
transported to shallower depths by different tectonic forces. Olivine and pyroxene
minerals are stable in high temperature and pressure conditions in the mantle,
however displacement of ultramafic rocks to depths of lower temperature change the
stability of these minerals and they start to react with circulating water (e.g.,
McCollom and Bach, 2009). Serpentine group minerals, as well as magnetite and
brucite are produced as a result of serpentinization. One of the most important
consequence of serpentinization is production of Hz by set of redox reactions.
Further, serpentinization is an exothermic reaction therefore it may have some
contributions to hydrothermal circulation and fluids form under the control of
serpentinization might have alkaline pH as opposed to other main black smoker type
hydrothermal fluids (Kelley et al., 2001; McCollom and Bach, 2009; Kelley and
Shank, 2010; McCollom and Seewald, 2013).

11



1.2.3 Hydrothermal Plume Processes

Hydrothermal plumes are generated when hydrothermal fluids are released from the
subseafloor into deep water column. Studying geochemistry of hydrothermal plumes
are important for two main reasons (1) geochemical anomalies created in the water
column by hydrothermal plumes provide evidences in discovering new vent sites and
(2) since they are the primary sources for hydrothermally generated chemicals,
geochemical reactions happening in the plume determine the fate of evolution and
transportation of these species along ocean basins (e.g. Field and Sherrell, 2000;
German and Von Damm, 2003; Sands et al., 2012; Resing et al., 2015; Fitzsimmons
et al., 2017; Waeles et al., 2017; Lough et al.,, 2019). As high temperature
hydrothermal fluids are ejected from vents, they are buoyant and start to rise because
deep water column has higher density due to having much colder temperatures (2-4
°C). Fluids rise with their initial buoyancy at around 150-400 meters above the vent
and the character of the hydrothermal fluid and stratification in the local deep ocean
basin determine how far hydrothermal fluids rise until reaching background seawater
density (Lupton et al., 1995; German and VVon Damm, 2003). Progressive dilution
and cooling occur as hydrothermal plume rises and mixes with ambient seawater.
Hydrothermal plume becomes less buoyant in time and the density of the rising
plume is getting similar with the surrounding deep-water column. Then, the
buoyancy is terminated at a maximum height above the vent where hydrothermal
plume can reach and it starts to disperse laterally. Hydrothermal plume is called as
“buoyant plume” in the first stage where the hydrothermal plume rises in the deep-
water column and it is known as “nonbuoyant plume” (or sometimes “neutrally
buoyant plume”) when density is balanced and hydrothermal plume disperses
laterally (Lupton et al., 1995; German and Von Damm, 2003) (Figure 1.5). Different
dissolved chemical species present in the hydrothermal plumes exhibit different
behaviors during the hydrothermal plume rise. For example, *He is considered as a
conservative hydrothermal product and it exhibits an inert behavior therefore its

concentration can only be changed by dilution. Although hydrothermal fluids are
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diluted approximately ~10* fold before they reach nonbuoyant plume stage, *He

might be traced long distances in the water column (Figure 1.5).
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Figure 1.5. Schematic view of hydrothermal plume development (Credit: NOAA)

For example, Lupton and Craig (1981) first traced the dispersal of *He more than
2000 km from the vent site across the southern Pacific Ocean. Further, there are
different reduced dissolved gases in the hydrothermal plume such as H>S, CHa, and
H>, and they might show relative depletions as the plume rises. For example, one of
the most enriched gases in the hydrothermal fluids is HS. It faces with rapid
reactions such as oxidation into sulfate phases and/or precipitation with metals as
metal sulfides (e.g. German and Von Damm, 2003; Tivey et al., 2007) (Figure 1.5).
Therefore, concentration of HS is getting depleted as the buoyant plume evolves.
Moreover, hydrothermal fluids show great enrichments of metals when compared to
ambient seawater, and these metals have pivotal roles and prominent implication on
the element cycle in hydrothermal plumes. Fe and Mn are considered as the most
enriched metals in hydrothermal fluids so they form a large part of the hydrothermal
metal pool. Hydrothermal fluids before ejecting into deep water column carry mostly
reduced dissolved forms of these metals (i.e. Fe?* and Mn?*). Upon the entry, Mn

exhibits relatively more conservative behavior than Fe and tend to stay in the solution
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as dissolved Mn since its oxidation rate is much slower and it does not tend to form
precipitates as sulfide phases (Feely et al., 1994b; Breier et al., 2012; Resing et al.,
2015). In the oxygen rich deep-water column, however, reduced form of Mn
eventually precipitates as oxides in a time scale of days to weeks. Studies showed
that oxidation of Mn can be catalysed by microbial activity and also dissolved Mn
can be removed from the hydrothermal plume by scavenging of Mn with Fe-
oxidation products (Campbell et al., 1988; Cowen et al., 1990; Dick and Tebo, 2010;
Dick et al., 2013).

On the other hand, rapid cooling leads Fe to precipitate as sulfide minerals upon the
entrance of the deep ocean. Additionally, as hydrothermal plume evolves, Fe-sulfide
formation process is followed by Fe-oxidation and generation of Fe-oxyhydroxides
(Figure 1.5). Fe oxidation rate shows differences basin to basin. Field and Sherrell
(2000) calculated Fe oxidation rates in different basins including Juan de Fuca Ridge,
Gorda Ridge, 21° N EPR, 9° 45" EPR, 17° S EPR, SW Indian Ridge, and Mid-
Atlantic Ridge (for TAG and Rainbow vent fields) (Figure 1.6). Although this study
does not completely represent Fe oxidation rates of complex forms in hydrothermal
plumes, it still provides a general understanding on Fe oxidation rates for different
ocean basins by considering external factors such as oxygen concentration and pH
of the seawater (Field and Sherrell, 2000). Fe oxidation rate is the highest (e.g. 0.29
h in Rainbow vent field) in the North Atlantic due to having waters with relatively
higher oxygen concentration and higher pH while it is getting slower through Pacific
Ocean hydrothermal fields (e.g. 6.38 h in Juan de Fuca Ridge). Oxidation rates and
resultant oxidation products of Fe are important because different studies already
showed that they are important actors of the plume geochemistry. They both
represent considerable fractions of Fe in the Fe pool and act as strong scavengers for
different elements (Mottl and McConachy, 1990; Rudnicki and Elderfield, 1993;
Field and Sharel, 2000; Feely et al., 1996; Breier et al., 2012; Fitzsimmons et al.,
2017; Waeles et al., 2017; Hoffman et al., 2018). Further, as opposed to ideas stating
immediate precipitation of dissolved Fe as sulfide or oxide particles from

hydrothermal plumes in different basins, recent studies showed that some fraction of
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dissolved Fe might be survived from immediate precipitation and transported
through great distances in the water column (Resing et al., 2015; Fitzsimmons et al.,
2017).

Pacific Indian Atlantic

Fe (II) oxidation half-life (hr) -

Figure 1.6. Bar chart showing Fe?* oxidation half-lives in background deep seawater
conditions for different basins and there is a solid decreasing trend in Fe?* oxidation
rate from Atlantic (e.g. MAR: TAG, Rainbow) to Pacific (e.g. Juan de Fuca Ridge)
settings (Field and Sherrell, 2000)

For example, recent oceanographic studies conducted by GEOTRACES (Schlitzer
et al., 2017) showed in all ocean basins that Fe can be detected thousands of
kilometers away from hydrothermal vent sources (Resing et al., 2015; Fitzsimmons
etal., 2017) (Figure 1.7). Two main mechanisms were suggested to explain how iron
could be transported such long distances. Firstly, complexation of dissolved Fe with
organic molecules has been proposed in different studies as a plausible mechanism

for stabilization of hydrothermally generated dissolved iron (Bennett et al., 2008;
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Sander and Kochinsky, 2011, Kleint et al., 2017). Secondly, nanoparticle iron phases
were put forward to further investigate the dissolved Fe export mechanisms into
deep-ocean interior and Yucel et al. (2011) showed that 10% of the total Fe is in the
form of nanoparticles in the samples collected from vents in the East Pacific Rise
and Eastern Lau Spreading Center. Different studies also further investigated and
proved that nanoparticle iron phases are prominent in different hydrothermal vent
plumes (Gartman et al., 2014; Findlay et al., 2015; Findlay et al., 2019; Yucel et al.,
2020).
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Figure 1.7. Zonal concentration plot of Fe shows that hydrothermal iron was traced

4300 kilometers along Eastern Pacific transect (Resing et al., 2015)

1.3 General Characteristics of Slow Spreading Mid-Atlantic Ridge System

Since the first discovery of hydrothermal vents on Galapagos Spreading Center, main
attention was given to fast spreading ridges in hydrothermal vent studies. According
to Baker et al. (1996), intense hydrothermal activity might have been mostly
restricted to fast and ultra-fast spreading ridges since spreading rate has a positive
correlation with magmatic fluxes, hence hydrothermal activity. However, the first
discovery of high temperature hydrothermal venting in slow spreading Mid-Atlantic
Ridge at TAG (26 °N), and other progressive discoveries of vent fields in following
years such as Snakepit, Broken Spur, Logatchev, Rainbow, Lost City, Lucky Strike,

and Menez Gwen showed that existence of prominent hydrothermal venting is not
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only restricted to fast and ultra-fast spreading ridges (Rona et al., 1986; Campbell et
al., 1988; Jean-Baptiste et al., 1991; Langmuir et al., 1993; Elderfield et al., 1993;
Murton et al., 1994; James et al., 1995; German et al., 1996; Douville et al., 1997;
Charlou et al., 2000; Kelley et al., 2001; Charlou et al., 2002; Douville et al., 2002;
Friith-Green et al., 2003; Kelley et al., 2005; Schmidt et al., 2007). In slow spreading
systems, some model studies showed that instead of solely high magmatic activity,
hydrothermal venting might be controlled and maintained by tectonic character of
the ridge. That is, detachment faulting might create a permeable medium in which
fluids might penetrate to various depths and obtain heat from lower crust and upper
mantle to maintain hydrothermal circulation (e.g. German and Lin, 2004; Allen and
Seyfried, 2004; McCaig et al., 2007).
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Figure 1.8. Diagram showing mode of formation of three main types of vent field
present in slow spreading Mid-Atlantic Ridge system (Kelley and Shank, 2010)
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The intense tectonic activity in relation with magmatic spreading in Mid-Atlantic
Ridge creates geological heterogeneity throughout the entire ridge system (Schmidt
etal., 2007). Therefore, different kinds of hydrothermal vent fields in different mode
of formation systematics are present in Mid-Atlantic Ridge. There are three main
types of hydrothermal vent fields in MAR (Figure 1.8) (Kelley and Shank, 2010).
Type 1 systems form in neo-volcanic zones along ridge axis where magmatic
eruptions occur and system mostly dominated by basaltic rocks. Type 1 systems host
high-temperature black smokers driven by heat directly extracted from cooling
magma and/or surrounding gabbroic crust (Kelley and Shank, 2010). Due to
magmatic interactions, acidic vent fluids are enriched in magmatically derived CO2,
metals and variable concentrations of H>S, Hz, and CH4 (James et al., 1995; Von
Damm et al., 1998; Jean-Baptiste et al., 1998; Charlou et al., 2000; Kelley et al.,
2002). Phase separation might occur in the deeper portion of the system and alter
fluid composition. Lucky Strike is the type example of this system. On the other
hand, Type 2 systems are seen in areas where extreme crustal attenuation and
detachment faulting are dominant (Figure 1.8) (Campbell et al., 1988; Charlou et al.,
2002; Escartin et al., 2003, 2008; Petersen et al., 2009). In these areas, mixtures of
different kinds of rocks such as gabbroic and ultramafic mantle rocks can be
transported along detachment faults into shallower depths (Kelley and Shank, 2010).
Hydrothermal circulations through all these materials results in high temperature
black smokers with fluids in variable chemical compositions. Hydrothermal fluids
might be enriched in different volatile species such as CO2, Ha, CHa, different metals
and low-molecular weight hydrocarbons (Kelley and Shank, 2010). Specifically,
magmatic-gabbroic interaction is responsible of CO. enrichments while water-rock
reactions with peridotitic rocks (e.g. serpentinization) is the primary factors
controlling Hz, CH4 enrichments and low-molecular weight hydrocarbons in this
system (Douville et al., 2002; Charlou et al., 2002; Schmidt et al., 2007; Konn et al.,
2009; Charlou et al; 2010; Kelley and Shank, 2010). Additionally, phase separation
might be prominent and occurring at different depths likewise Type 1 systems (e.g.
Douville et al., 2002; Charlou et al., 2002; Charlou et al., 2010). The Logatchev vent

18



field is the type example of this system. Finally, Type 3 systems are formed far away
from the spreading axis (Figure 1.8). In this system, ultramafic rocks are dominated
and hydrothermal fluids are mainly formed due to interaction of water with these
rocks. Therefore, fluid circulation is driven by exothermic serpentinization reactions
and cooling of surrounding geological materials (mostly mantle rocks) (Kelley et al.,
2001; Kelley et al., 2005; Frith-Green et al., 2003). The most important features of
fluids seen in Type 3 systems is that this system contains relatively low temperature
(up to around 90°C), high pH (9-11), metal and CO- poor fluids when compared to
Type 1 and 2 (Kelley et al., 2005; Proskurowski et al., 2008; Seyfried et al., 2013).
However, due to serpentinization reactions, fluids have high concentrations of CHa,
H> and low-molecular weight hydrocarbons (Kelley et al., 2005; Proskurowski et al.,
2006, 2008; Konn et al., 2009; Lang et al., 2010). Lost City hydrothermal vent field
is the only known example of Type 3 system in MAR.

1.4 Study Sites: Broken Spur, Rainbow and Lost City Vent Fields

60°W 55"W 50°W 4BW 40°w BW 30w 25'W 20°W 15°W 10 W WO'E 5 10°E

Figure 1.9. Map showing some of the active vent locations up to date in the North
Atlantic Ocean. Visited hydrothermal vent fields in this study is marked in red. Map

courtesy of http://www.geomapapp.org

Broken Spur vent field (29° 10" N, 43° 10" W) is a very good example of Type 1

systems according to Kelley and Shank (2010) classification. The vent field was
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discovered in 1993 and first direct observations in the field was conducted by DSV
Alvin (Murton et al. 1995; James et al., 1995). Broken Spur lies on the crest of a
neovolcanic zone at a depth of ~3100 m in Mid-Atlantic Ridge (Murton et al. 1995;
James et al., 1995) (Figure 1.9). Broken Spur hydrothermal vents are located in a 30-
meter deep axial summit graben (ASG), both as within and on the walls of ASG
(Figure 1.10) (Murton et al., 1995). Broken Spur hydrothermal field is covered by
fresh and glassy pillow basalts with variable amount of pelagic sediment cover
(James et al., 1995). Murton et al. (1995) described Broken Spur as an axial summit
caldera formed by subsidence due to volcanic eruptions since fresh pillow lavas
present on the graben walls. The largest hydrothermal vent (i.e. The Saracen’s Head,
37 m high) at Broken Spur field was located at the center of the ASG (James et al.,
1995). There are two main discontinuities which are cross-cutting each other as

reported in the Broken Spur field (Figure 1.10).
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Figure 1.10. A sketch showing general distribution of vents and fractures in Broken
Spur vent field (Murton et al., 1995)

Murton et al. (1995) suggested that the possible intersection of these discontinuities

at the center might increase crustal permeability, hence support hydrothermal
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circulation, and might be the cause of the largest vent present at the center (Figure
1.10). Broken Spur hosts high-temperature black smokers driven by heat extracted
from cooling magma. Water-rock reactions with basaltic rocks control the formation
and evolution of hydrothermal fluids in the vent field and it has high temperature (~
360 °C) fluids with very high concentration of HoS (~11 mmol/kg), relatively lower
concentration of Cl (469 mmol/kg) and comparable amount of trace metals (e.g. Fe:
~2.2 mmol/kg; Cu: ~70 umol/kg; Zn: ~90 pmol/kg) with respect to other
hydrothermal vent sites in Mid-Atlantic Ridge (James et al., 1995; Charlou et al.,
2010). The Rainbow hydrothermal vent field can be considered as an example of

Type 2 system according to Kelley and Shank (2010) classification. The first direct

observation of vent field was conducted in 1997 by DSV Nautile.

Figure 1.11. Map showing location of Rainbow hydrothermal vent field on a
nonvolcanic ridge between the South AMAR and AMAR segments in Mid-Atlantic
Ridge (Charlou et al., 2010)

The Rainbow field is located at 36° 14’ N, 33° 54’ W on a nonvolcanic ridge between
the South AMAR and AMAR segments in the Mid-Atlantic Ridge at a water depth
~2300 meters (Figure 1.11) (German et al., 1996; Fouquet et al., 1997; Douville et
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al., 2002; Charlou et al., 2010). The Rainbow vent field hosts 10 major active black
smokers over 100 m x 200 m area (Douville et al., 2002; Charlou et al., 2002). The
Rainbow massif mainly composed of serpentinized ultramafic mantle rocks which
are covered by pelagic sediments and carbonates (Douville et al., 1997; Fouquet et
al., 1997, Andreani et al., 2014). On the other hand, although exposures of mafic
plutonic and volcanic rocks are relatively rarer in the hydrothermal field, volcanic
rock outcrops are present within the northern and southern edges of the Rainbow
massif (Andreani et al., 2014, Eason et al., 2016) (Figure 1.12).
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Figure 1.12. Geological map of Rainbow massif. Colors are representing exposures
of different geological materials. White star indicates active Rainbow hydrothermal
vent field (Eason et al., 2016)
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Additionally, lithological and morphological considerations showed that dome-
shaped Rainbow massif is an oceanic core complex transported by a west dipping
detachment fault (Andreani et al., 2014). These geological complexities observing
in the Rainbow hydrothermal field suggest that interplay of tectonic and magmatic
processes must be considered to understand driving forces of high temperature
hydrothermal activity in Rainbow hydrothermal field (Cave et al., 2002; German and
Lin, 2004). Since it is an ultramafic-hosted system, serpentinized peridotites have
the primary role on evolution of vent fluid geochemistry in Rainbow field, and high
temperature vents (~ 365 °C) contain very low pH (~2.8) fluids with the highest
concentration of trace metals (Fe, Zn and Cu), Cl (>750 mmol/kg) and relatively low
concentrations of sulfide with respect to other vents in MAR (Douville et al., 2002;
Charlou et al., 2010; Seyfried et al., 2011; Findlay et al., 2015). High concentration
of Cl indicates phase separation in the subsurface and it has a primary control on
metal solubility. Additionally, as a result of serpentinization reactions, Rainbow
fluids contain high concentration of H> (~16 mmol/kg) and CHs (~2.5 mmol/kg)
(Charlou et al., 2002; Charlou et al; 2010; Seyfried et al., 2011). It was recognized
that long lived detachment faults are an important component of slow spreading
ridges and might act as primary fluid circulation pathways (Kelley et al., 2005;
McCaig et al., 2007; Escartin et al., 2008). However, recent studies showed that
geophysical data indicates currently inactive detachment faulting in Rainbow
therefore high temperature hydrothermal venting presents in this field might be fed
by other sources such as melt bodies and/or gabbroic intrusions (Andreani et al.,
2014; Horning et al., 2018). As a supporting statement, Allen and Seyfried (2004)
indicated that a magmatic heat source is needed near the Rainbow hydrothermal vent
field in order to maintain high temperature venting with high fluid flow rates seen in
the Rainbow. Further, in addition to active venting sites, there are two fossil
hydrothermal areas known as Ghost City and Clamstone in the Rainbow
hydrothermal field, and they are located at water depths of 2100 meters and 1980
meters, respectively. They are associated with serpentinized peridotites and gabbros

and they contain fossil rich carbonates (Lartaud et al. 2010; Lartaud et al.,2011).
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Vent fluids of these fields were inferred as low temperature and metal-poor, hence
resembles to present day Lost City hydrothermal fluids (Lartaud et al., 2010; Lartaud
et al., 2011). Age of these systems were determined as 110+£0.9 kyr for Ghost City
and 25 kyr for Clamstone, which implies the activity and stability of the Rainbow
vent field over time (Lartaud et al., 2010; Lartaud et al., 2011). Fluid geochemistry
studies further showed that Rainbow vent fluids show stability in both temporal and
spatial scales. Studies in 1997 (Douville et al., 2002), and 2008 (Seyfried et al., 2011)
indicated fluid composition of Rainbow have not changed substantially across ~10
years timespan and samples obtained from individual vents in Rainbow field exhibits
uniform composition, which might indicate that Rainbow fluids might be fed by a
single deep source (Charlou et al., 2002; Charlou et al., 2010; Seyfried et al., 2011).

As stated before, the Lost City hydrothermal vent field (30° 07.41 'N, 42° 07.27' W)
is the only known example of Type 3 systems in MAR (Kelley and Shank, 2010). It
was discovered in 2000 at ~800 m water depth in Mid-Atlantic Ridge (Kelley et al.,
2001) (Figure 1.9). The Lost City is an off-axis system. That is, the hydrothermal
field is located on the Atlantis Massif, which is 15 km far away from the axial valley
of Mid-Atlantic Ridge (Kelley et al., 2001; Kelley et al., 2005).
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The Atlantis Massif is 400 m high with respect to surrounding seafloor and it is
bounded by Atlantis Fracture Zone in the south and Mid-Atlantic Ridge in the east
(Figure 1.13). The Lost City hydrothermal field covers 100 m x 200 m area and
approximately 15 known hydrothermal chimneys rises on top of different geological
materials including serpentinized peridotites and altered gabbroic rocks (Kelley et
al., 2001; Friih-Green et al., 2003; Denny et al., 2015) (Figure 1.14). Poseidon
(height: ~ 60 m) is the largest chimney structure in the hydrothermal field. As
opposed to classical metal-sulfide rich black smoker type chimneys, Lost City has
carbonate chimneys with mineralogy including calcite, aragonite (CaCO3z) and
variable amount of brucite (Mg(OH)2) (Kelley et al., 2001; Kelley et al., 2005).
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Figure 1.14. Geological map of Atlantis massif and Lost City hydrothermal vent
field. Colors are representing exposure of different geological materials including
serpentinite, gabbro and carbonates (see Denny et al., 2015 for further details)

Hydrothermal fluid composition emitted in the Lost City field is a direct result of
serpentinization reactions between circulation water and peridotites. Fluids are very

high in pH (9-11), low in temperature (up to 94 °C), Ca rich and metal poor (Kelley
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et al., 2005; Kelley and Shank, 2010). High pH and high Ca concentrations favor the
formation of carbonates as a chimney material after the mixing of Lost City fluids
with ambient seawater. Additionally, volatile composition of Lost City fluids
resembles Rainbow by containing relatively high concentration of Hz (up to 14.4
mmol/kg), CH4 (1-2 mmol/kg) and low molecular weight hydrocarbons since both
systems evolve mainly under the control of serpentinization reactions however Lost
City fluids have significantly small amount of CO> (Charlou et al., 2002; Kelley et
al., 2005; Proskurowski et al., 2008; Lang et al., 2010; Charlou et al., 2010). Heat
source driving the hydrothermal circulation in Lost City system is considered as
lithospheric cooling and exothermic serpentinization reactions (Kelley et al., 2001,
2005; Friih-Green et al., 2003). Regarding its location far away from the spreading
axis and its low temperature character, a magmatic heat source might not have
prominent contributions however Allen and Seyfried (2004) proposed that it is still
possible to have magmatic interaction in Lost City by considering tectonic character
of Mid-Atlantic Ridge. Dating efforts showed that hydrothermal activity in the Lost
City vent field has been ongoing for more than 120 kyr, which implies the stability
of the field over time (Ludwig et al., 2011).

1.5  Aims of This Study

As emphazised in previous sections, understanding the role of hydrothermal vents
and their products in both local and global scale in Earth system has been an
important effort. Until now, different studies have tackled with that question mainly
by focusing on (bio)geochemical processes in the subseafloor or deep ocean water
column. However, mechanisms occuring between these two stages are still poorly
constrained. This thesis, therefore, mainly aims to understand the procceses occuring
at the intermediate stage by establishing the connections between subseafloor
water/rock reactions and rising plume processes. In that respect, a multielemental
dataset were generated for hyrothermal vents in Mid-Atlantic Ridge (MAR) system.
MAR is a very special tectonic environment and its distinct geological characteristics
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result in formation of compositionally different hydrothermal vent fields in close
proximities. Hence, MAR opens a gate to study formation, evolution and near field

transportation of hydrothermal products in distinct settings.

In that respect, in this study, following objectives were aimed to achieve by
examining one representative example of each vent type exists in Mid-Atlantic Ridge
system (i.e. Type 1: Broken Spur; Type 2: Rainbow; Type 3: Lost City) (see Kelley
and Shank, 2010):

Q) Establishing a comprehensive understanding on how different
hydrothermal systems behave under different conditions by
comparing different water/rock reaction processes occuring in
Rainbow, Broken Spur and Lost City hydrothermal vent fields

(i)  Examining mobilization and near field transportation of hydrothermal
vent products and understanding how different subsurface water/rock
reaction dynamics create compositonal shifts and control the
geochemical evolution of hydrothermal vent plumes in different vent
fields

(iii)  Understanding the degree of temporal and spatial varitions observed
in each visited hydrothermal vent field in order to better understand
the geochemical stability and/or variability of Mid-Atlantic Ridge
system over time

(iv)  Examining further possible roles of hydrothermal vents in different
major geological events in Earth’s history by using the approaches

obtained from this study and present in the literature

Furthermore, this thesis is organized as follows: Chapter 2 gives information on
materials that were used in collecting hydrothermal fluid samples and methods that
were conducted to generate a multielemental geochemical dataset. Chapter 3 is
designed for results of different geochemical species. In that chapter, both calculated
endmember hydrothermal fluid compositions of Rainbow, Broken Spur and Lost

City vents and measurement results for Rainbow and Broken Spur rising plumes are
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given. In Chapter 4, a comprehensive discussion on the geochemical processes
controlling the formation and evolution of hydrothermal (nano)particles are
presented in the subsurface and hydrothermal plumes. Then, Chapter 4 continues
with examination of spatial and temporal variations of Rainbow, Broken Spur and
Lost City systems and it ends with possible important roles that hydrothermal vents
might have played in major geological event in Earth’s history. Finally, in Chapter

5, a comprehensive summary of this thesis is presented.
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CHAPTER 2

MATERIALS AND METHODS

2.1  Sample Collection

All hydrothermal fluid samples were collected during the July-August 2018
TRANSECT research cruise to Mid-Atlantic Ridge with N/O L’Atalante and
remotely operated vehicle (ROV) Victor 6000 (Figure 2.1). Broken Spur, Rainbow
and Lost City hydrothermal vent fields were visited in TRANSECT cruise and high
temperature hydrothermal fluid samples were collected from individual chimneys in
Fumeur Tres Dense, Fumeur Nouveau and Magali vents in Rainbow hydrothermal
field; Chandelier, Dragon, and Spire vents in Broken Spur hydrothermal field;
Marker B in Lost City hydrothermal field (Table 2.1).

OUBLIER D'OUVRIKLA
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Figure 2.1. (A) N/O L’ Atalante, (B) ROV Victor 6000, (C) Titanium syringes (major
samplers) for high temperature fluid sampling (Credit: IFREMER)
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Table 2.1 Coordinates and depths of visited individual vents in Rainbow, Broken

Spur and Lost City hydrothermal fields

Vent Field Latitude (N)  Longitude (W) Depth (m)
Rainbow
Fumeur Tres Dense 36° 13 '45.12" 33°54'3.24" 2238
Fumeur Nouveau 36° 13'45.18" 33°54'12.78" 2321
Magali 36° 13'75.25" 33°54'22.83" 2238
Broken Spur
Spire 29°10'5.2" 43°10'28.45" 3060
Dragon 29°10' 2.96" 43°10'27.59" 3046
Chandelier 29°10'3.27" 43°10'26.22" 3046
Lost City
Marker B 30° 7' 24.6" 42°7'16.02" 784

At the orifice, hydrothermal fluids were collected using titanium syringes (also called
“major samplers”) deployed from ROV Victor 6000, and each major sampler can
collect approximately 760 mL of hydrothermal fluids (Figure 2.1C). Major samplers
use a titanium syringe system to draw high temperature vent fluids through a nozzle
when they are triggered (Von Damm et al., 1985). In each sampling, the nozzle (~15
cm long) of the major sampler was placed ~10 cm inside the vent orifice to sample
the actual vent fluid before mixing with ambient seawater (Figure 2.2A).
Additionally, Pepito samplers and Niskin bottles were used to take samples from
different heights in the hydrothermal plume (0.1 m to 12 m) only in Rainbow and
Broken Spur fields. Further, temperatures of fluids were monitored with high
temperature probe carried by ROV Victor 6000 just before each sampling (Figure
2.2B). However, temperatures were not measured in real time during sampling
because: (1) high temperature probe is not attached to the major samplers and (2)
major samplers and temperature probe can be carried with only one of the

manipulator arm of ROV (called as “Maestro”™).
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Figure 2.2. (A) Underwater hydrothermal fluid sampling with titanium samplers and
(B) temperature measurements with high temperature probe (Credit: Mission
TRANSECT/ Le Bris et al. (2018))

Therefore, the probe was kept stationary for 2-3 minutes inside each orifice and
discrete temperature measurements were obtained for each vent to see the
temperature fluctuations. Then, recurring maximum temperatures for each fluid

samples are reported. Maximum underwater ROV operation took place 36-hours and
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an elevator system was used in order to exchange filled samplers with empty ones
during each corresponding dive. Upon retrieval of the fluid samples on ROV Victor
6000, onboard sample processing was conducted as soon as possible. Fluid aliquots
were extracted for shipboard pH analysis, colorimetric determination of dissolved
Fe, and shore-based analysis for H,S, trace metals and major ions. pH analysis was
conducted at 25 °C, 1 atm immediately after each sample recovery by potentiometry
using an Ag/AgCl combination reference electrode in collaboration with LECOB

team.

2.2  Colorimetric Iron and Hydrogen Sulfide Measurements

Subsamples for onboard dissolved iron measurements for each fluid samples were
filtered through 0.2 pm pore size filters and were treated with 1 mL 4N HCI. After
6-10 hours of treatment, the samples were analyzed by the Ferrozine assay for
dissolved Fe?* with 1 cm quartz cuvettes at 562 nm wavelength using an Ocean
Optics spectrophotometer (Stookey, 1970). 1 mL 2.5 M NHas-Acetate, 1 mL 0.1 M
hydroxylamine hydrochloride, 1 mL 0.01 M ferrozine and enough amount of MilliQ
water by considering the dilution factor were added to all filtered samples with
different volumes according to the corresponding iron concentration of each fluid
samples (e.g. Yucel et al., 2011; Findlay et al., 2015). All dissolved Fe** was
converted to Fe?* by using hydroxylamine hydrochloride as a reducing agent. In each
day before the measurements, spectrophotometer was calibrated by iron standard

stock solution prepared by using ferrous ammonium sulfate ((NHz)2Fe(SO4)2-6H20).

On the other hand, unfiltered subsamples (1.5 ml) for dissolved hydrogen sulfide
measurements were treated with 1.5 ml NaOH and 1.5 ml 0.05 M zinc acetate to
adjust pH into a proper level and precipitate dissolved H>S as ZnS, respectively.
After sample tubes were shaken properly, white precipitation of ZnS accumulated at
the bottom. Then, all fixed subsamples were stored at -20 °C. Upon retrieval of
samples to METU IMS laboratories, they were analyzed by methylene blue method
for dissolved H,S (Cline, 1969). A proper dilution was applied for all fluid
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subsamples considering high H>S concentrations. Then, 0.1 mL 0.02 M N, N-
dimethyl- p-phenylene diamine, and 0.1 ml 0.1 M FeCl3.6H>0 were added to each
sample in the given order. After having the color change and waiting approximately
1-hour, all samples were measured with 1 cm quartz cuvettes at 670 nm wavelength
using a Cary Varian UV-Vis spectrophotometer. Spectrophotometer was calibrated
by sulfide standard stock solution prepared by using sodium sulfide (NazS. 9H20).
Detection limit for hydrogen sulfide measurement is around 0.3 pM.

2.3 Analytical Methods for Major lons and Metals

Subsamples for shore-based analysis were transferred to polypropylene tubes for
measurements of major and trace chemical species in the vent fluids. Aliquots were
acidified with 1 mL 4N HCI immediately after subsampling and all subsamples for
chemical analysis were stored at -20 °C. Concentration of anions (Cl, SO4, Br) were
determined in lon Chromatography (IC) using a Dionex AS4A-SC separation
column, sodium hydroxide eluent and ASRS-I suppressor whereas concentration of
cations (Mg, Na, Ca, K, Li) were determined with a Dionex CS12-SC separation
column, with methane sulfonic acid eluent and CSRS-I suppressor. Filtration
through 0.45 um pore size filters and 100-fold dilution were applied for each sample
before the measurement. Detection limit of both anions and cations are all less than
0.5 uM. On the other hand, concentrations of Fe, Mn, Cu, Zn, Cd, Ni, Co, Cr, Al,
Ag, Si were measured by a Nexlon 350X Inductively Coupled Plasma Mass
Spectrometry (ICP-MS). 1 mL 6N HNOs was added and 200-fold dilution were
applied to all subsamples before the measurement. Perkin Elmer multi-element
calibration standard solution for metals (Fe, Al, As, Mn, K, Mg, V, Co, Cr, Ni, Se,
Sr, Ca, Ba, Ga, Be, Pb, Cs) in 5% HNO3 with concentration of 10 pg/mL was used
to prepare calibration standards. Also, Internal Yttrium standard was used to correct
the intensity deviations during measurement with ICP-MS. Detection limit of metals

measured in ICP-MS are all less than 0.05 uM. All concentrations obtained from IC
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and ICP-MS analysis were calculated by using calibration curves for each element

after considering dilution factors, and molar mass calculations.

2.4  Calculation of Endmember Fluid Compositions

Experimental studies have shown that reactions of fluids with basalt, gabbro and
peridotite at high temperatures and low water/rock ratios result in nearly quantitative
removal of Mg and SO4 in hydrothermal fluids (Bischoff and Dickson, 1975; Moitl
and Holland, 1978; Seyfried and Bischoff, 1981; Janecky and Seyfried, 1986;
Seyfried et al., 2007). However, some fraction of seawater is always present within
the collected hydrothermal fluid samples because of (1) filling the dead volume of
major samplers with seawater before the sampling, (2) seawater penetration into
major samplers during the sampling procedure as a contamination factor, (3) mixing
of hydrothermal fluids with seawater in the subsurface and/or within the chimney
structures prior to venting (Von Damm et al., 1985; Von Damm, 2000). All these
cases cause elevation of Mg concentration in sampled hydrothermal fluids. The
lowest Mg concentration observed in hydrothermal fluid samples indicates the
highest fraction of vent fluid collected in the samplers. Hence, collected samples
typically represent two-component mixing of zero Mg endmember fluids with
ambient seawater. As a result, in order to make the correction, compositions of each
vent fluid are calculated by applying least-squares regression method weighted to
pass through the background seawater composition and extrapolated to 0 mmol/kg
Mg concentration in plots of Mg versus each individual conservative chemical
species (e.g. Fe, Mn, Cl, Ca, K, Na etc.) for all fluid samples collected from one vent
orifice in each vent field (e.g. Von Damm et al., 1985; Von Damm, 2000; McDermott
et al., 2018). On the other hand, pH measurements conducted in hydrothermal fluid
samples have always large uncertainties with respect to other chemical compounds
for two reasons (1) plots of Mg vs pH have resemblance to titration curve rather than
having a linear relationship like most of the other chemical species because two

component mixing of seawater and hydrothermal fluids result in titration of seawater
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alkalinity with high concentration of H* coming from low pH hydrothermal fluids
(Von Damm, 2000) therefore, by using this method, calculating of pH endmember
is more difficult than other chemical species and (2) metal sulfide and oxide
precipitation in samplers during sample recovery and sample processing might lead
to shift the fluid pH from its in situ values and result in observing lower pH (Von
Damm et al., 1985; Seewald and Seyfried, 1990; Von Damm, 2000; Seyfried et al.,
2011). As a result, pH is not calculated by using this method due to having a non-
conservative behavior during seawater and hydrothermal fluid mixing and minimum
measured pH at 25 °C, 1 atm conditions (also corresponding to minimum Mg

concentration for corresponding fluid sample) is reported.

2.5  Generation of Mixing Lines for Hydrothermal Plumes

After calculating the endmember fluid compositions, mixing lines are created for
different elements in order to understand geochemical dynamics in the hydrothermal
plumes. Since Mg exhibits a conservative behavior during mixing of endmember
hydrothermal fluids with seawater in the plume development stage, we preferred to
use Mg as a mixing tracer. Seawater is rich in Mg while hydrothermal fluid
endmembers have near zero Mg concentrations as stated above. Therefore, mixing
lines are generated between the average endmember fluid compositions of
corresponding vent fluid and background seawater composition (e.g. McDermott et
al., 2020). Shifting from the mixing lines basically indicates there should be removal

and/or enrichment of corresponding element.
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CHAPTER 3

RESULTS

This chapter, starting from the general observable features in Rainbow, Broken Spur
and Lost City hydrothermal vent fields, provides the results of endmember fluid
concentrations for corresponding hydrothermal fluids. In addition to that, results of
measurements of different chemical species from different heights in the Broken
Spur and Rainbow hydrothermal rising plumes are presented as well.

3.1 General Observations

The study was conducted in a total of 7 different individual hydrothermal vents in
Broken Spur (i.e. Spire, Dragon, and Chandelier), Rainbow (i.e. Fumeur Tres Dense,
Fumeur Nouveau, and Magali) and Lost City (i.e. Marker B) hydrothermal fields. At
Broken Spur, pillow basalts on the basement support the idea that Broken Spur is
forming near the spreading axis, where volcanic eruptions created these basalt layers.
However, pillow basalts were not fresh and covered with sediments with varying
thicknesses (>1 mm). Mitchell et al. (1998) calculated 29 °N area (where Broken
Spur field is located) in Mid-Atlantic Ridge has a sedimentation rate of <10 mm/ka
therefore it is possible to assume certain amount of time passed since last eruption in
Broken Spur field. Additionally, Spire was a mature vent during the date of sampling
while Chandelier and Dragon were two relatively newly forming chimneys.
Therefore, Spire, which was also described in James et al. (1995) has a tall (>10 m)
and complex edifice (Figure 3.1). On the other hand, orifices where samples were
taken in Chandelier and Dragon chimneys were less than 2 meters height from the
basement basalts. The color of chimneys in Broken Spur is varying between dark
gray to black, which is probably due to precipitation of metal sulfides as opposed to

metal oxides displaying lighter colors (Figure 3.1).
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Figure 3.1. Representative field images of Broken Spur (A), Rainbow (B) and Lost
City (C) hydrothermal vents (Credit: Mission TRANSECT/ Le Bris et al. (2018))
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A similar intense venting of black smokers was observed in Rainbow hydrothermal
vent field as well (Figure 3.1). Rainbow hydrothermal chimneys included Magali as
well as two unnamed structures were called as Fumeur Tres Dense and Fumeur
Nouveau were mature vents having plumes reaching couple of meters into the deep-
water column from each vent orifice. No pillow basalts were observed around
Rainbow vents. Being located on peridotites in an oceanic core complex far away
from the spreading axis might be the main reason for that (Charlou et al., 2002;
Charlou et al., 2010; Kelley et al., 2010; Andreani et al., 2014). The color of
chimneys in Rainbow is reddish to brownish, which indicates metal oxide forms
precipitating nearby (Figure 3.1). On the other hand, no black smokers and intense
venting was observed in Lost City vent field, instead it emitted colorless fluids
(Figure 3.1). Marker B was a mature and tall chimney (>10 m) with a color of milky
white, which indicates precipitation of carbonate minerals around the chimney
(Kelley et al., 2001, 2005; Le Bris et al., 2018).

3.2  End-member Fluid Geochemistry

3.2.1 Temperature and pH

Temperature measurements were conducted on top of the orifice of each individual
hydrothermal chimney before each fluid sampling in Rainbow, Broken Spur and Lost
City hydrothermal vent fields. On the other hand, pH of each fluid samples was
measured onboard at 25 °C, 1 bar (Le Bris et al. (unpub)). Focused and high
temperature fluids collected from Fumeur Tres Dense, Fumeur Nouveau and Magali
chimneys in Rainbow vent field exhibited temperatures ranging from 315 °C to 372
°C. High temperature Rainbow vents were acidic with pH values around 3.10.
Moreover, high temperature Broken Spur hydrothermal fluids collected from Spire,
Dragon and Chandelier vents had temperatures between 310 °C and 332 °C. Broken
Spur vent fluids were acidic and pH measurements (at 25 °C, 1 bar) show relative

variability in high temperature fluids. Minimum pH values were in between 3.01 and
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3.47 for Broken Spur vents (Table 3.1). On the other hand, Lost City showed the
lowest hydrothermal vent fluid temperatures among other fields. Temperatures
measured from focused fluids in Lost City is around 84 °C. Likewise, pH in Lost

City fluids was also highly unique since it had an alkaline pH of 10.32 (Table 3.1).

Table 3.1 Table representing maximum temperature measured at the vent orifice,
minimum pH at 25 °C, 1 atm, measured minimum Mg concentrations and sampling
procedure in different heights from the orifice for individual vents fluids in Rainbow,
Broken Spur and Lost City hydrothermal fields (FTD: Fumeur Tres Dense; FN:

Fumeur Nouveau)

Vent Field Temperature  Minimum Minimum Sampling (m

(°O) pH Mg above orifice)

Rainbow

FTD 315 - 7.58 0,0.3,2,3,5,12

FN 320 3.04 2.34 0,02,15,4,7

Magali 372 3.10 7.44 0,01,1,2,3,5
Broken Spur

Spire 310 3.47 3.19 0,01,1,2,5

Dragon 332 3.02 5.57 0,0.1,15

Chandelier - 3.01 5.83 0,01,1,3
Lost City

Marker B 84 10.32 4.7 0

3.2.2 Mg and SOq4

Endmember concentrations of Mg and SO4 in hydrothermal fluids are expected to be
near zero because of nearly total removal of Mg and SOs in hydrothermal fluids
during high temperature water-rock reactions with mafic and ultramafic rocks
(Bischoff and Dickson, 1975; Moitl and Holland, 1978; Seyfried and Bischoff, 1981;
Janecky and Seyfried, 1986; Seyfried et al., 2007). However, measured Mg and SO4
concentrations in Rainbow, Broken Spur and Lost City vent fluids were highly
variable (both close to zero or higher) and lower than background seawater values

(e.9. M0seawater: 52.6 mmol/kg and SOuseawater: 28.2 mmol/kg). For example,
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minimum Mg concentration in Rainbow fluids was measured as 2.34 mmol/kg in
Fumeur Nouveau while it had a maximum value of 42.76 mmol/kg in one of the
samples from Fumeur Tres Dense (Table 3.2). Additionally, sulfate concentrations
in the Rainbow vent fluids exhibit a similar trend with Mg. Minimum and maximum
sulfate concentrations were measured as 0.71 mmol/kg in Fumeur Nouveau and
22.74 mmol/kg in Fumeur Tres Dense, respectively (Table 3.2). Furthermore, high
temperature Broken Spur vent fluids follow a similar variation with a slightly
narrower concentration range for both species. For example, Mg and SOs
concentrations in Spire vent fluids ranged from 3.19 mmol/kg to 33.81 mmol/kg and
1.87 mmol/kg to 19.47 mmol/kg, respectively (Table 3.2). In Dragon, measured Mg
concentrations in vent fluids were in between 5.57 mmol/kg and 22.91 mmol/kg
while measured SO4 concentrations changed between 2.88 mmol/kg and 12.03
mmol/kg. Additionally, Chandelier vent fluids had similar concentrations and it was
5.83 —18.69 mmol/kg for Mg and 3.21 — 10.16 mmol/kg for SO4. On the other hand,
there were only two high temperature focused fluid samples obtained from Lost City
vent field and their Mg and SO4 concentrations were 4.70 - 16.31 mmol/kg and 5.74
- 13.80 mmol/kg, respectively. By using these results, endmember SOs
concentrations for each individual vent was calculated with least-squares regression
method weighted to pass through the background seawater composition and
extrapolated to 0 mmol/kg Mg concentration (Figure 3.2). According to this
calculation, endmember SOs concentrations of Fumeur Tres Dense, Fumeur
Nouveau and Magali vent fluids were -0.7 mmol/kg, -0.7 mmol/kg and 0.4 mmol/kg,
respectively while they were 1.1 mmol/kg, 0 mmol/kg and 0.1 mmol/kg for Spire,
Dragon and Chandelier, respectively (Table 3.3). Negative endmember dissolved
sulfate values might reflect precipitation of dissolved sulfate as alkaline earth sulfate
minerals in the subsurface (Von Damm, 2000). Lost City vent fluid had the highest
endmember SO4 concentration with respect to Rainbow and Broken Spur fluids and
it was calculated as 4.9 mmol/kg.
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Table 3.2 Measured concentrations of dissolved species for Rainbow, Broken Spur

and Lost City hydrothermal vent fluids (FTD: Fumeur Tres Dense; FN: Fumeur

Nouveau)

. M SO« Cl Br Li
VentField i) (mmolikg) (mmolkg) (umelke) (umolke)
Rainbow

FTD 42.76 22.74 592.38 959.82 109.57
7.58 3.07 738.40 1096.17 332.42
38.84 21.87 - 950.21 118.85
FN 2.34 0.71 788.26 1140.21 388.13
39.23 22.00 580.58 885.83 100.28
29.21 14.48 - 992.01 193.14
Magali 9.83 4.69 736.14 1045.43 308.28
7.44 4.57 - 1210.87 326.09
29.10 16.87 - 930.49 246.86
Broken Spur
Spire 3.19 1.87 319.07 487.06 635.13
33.81 19.47 - 750.38 271.14
24.14 14.74 - 659.78 510.31
28.78 1541 483.54 748.14 410.86
Dragon 6.49 3.56 413.33 705.23 864.12
5.57 2.88 418.56 610.00 77441
6.86 3.60 382.50 607.32 783.70
22.91 12.03 - 718.19 621.20
Chandelier 5.83 3.21 442.12 714.84 937.83
9.25 5.01 469.30 678.96 790.20
18.69 10.16 - 743.45 673.20
Lost City
Marker B 16.31 13.80 595.87 816.09 33.43
4.70 5.74 494.60 927.63 39.00
Seawater 52.6 28.2 546.0 838.0 26.0
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Table 3.2 (continued)

Vent Field Na K Ca Si
(mmol/kg) (mmol/kg) (mmol/kg) (mmol/kg)
Rainbow
FTD 520.86 12.40 22.97 1.52
572.11 17.23 56.68 6.87
524.65 12.18 23.81 151
FN 601.17 18.80 64.71 7.44
485.82 11.38 20.85 1.70
543,51 14.59 36.15 3.92
Magali 553.87 16.67 53.48 6.67
598.18 16.58 53.12 6.67
558.10 16.80 45.35 3.62
Broken Spur
Spire 270.61 10.73 9.41 6.31
396.42 10.26 8.99 5.09
325.82 11.97 10.87 3.54
419.65 11.72 10.95 6.92
Dragon 382.44 14.99 9.54 5.08
323.23 12.90 13.34 4.76
341.20 12.99 11.25 6.21
409.46 13.64 13.19 7.84
Chandelier 393.29 14.84 14.59 4.99
366.85 13.81 13.99 8.99
419.26 13.79 15.31 7.75
Lost City
Marker B 394.73 7.74 15.15 0.48
453.95 8.51 21.30 0.50
Seawater 464.0 9.9 10.6 0.3

43



3.2.3 Other Non-Volatile Dissolved Species

Rainbow, Broken Spur and Lost City hydrothermal fluids exhibit variations in Cl,
Br, Li, Ca, K, Na and Si concentrations (Table 3.2) and chemical measurement
results regarding these elements were used to calculate endmember concentration of
vent fluids. Endmember concentrations of non-volatile dissolved species are crucial
to understand the formation and evolution of hydrothermal fluids. In other words, it
is possible to interpret overall water-rock reactions happening in the sub-seafloor by
using endmember fluid compositions. Furthermore, most of the cations in
hydrothermal fluids are transported with Cl as chloro-complexes (Von Damm, 1990)
since Cl is the dominant anion in hydrothermal vent fluids and hence changes in Cl
concentration control changes in concentration of dissolved cations. Therefore,
normalizing other major chemical species with respect to Cl concentration is a
convenient and informative way in addition to interpreting absolute endmember
concentrations of hydrothermal fluids in order to identify enrichments and depletions
relative to ambient seawater (e.g. Gallant and Von Damm, 2006; Mcdermott et al.,
2018). As a result, both endmember concentrations of Cl, Br, Li, Ca, K, Na and Si
and their normalized counterparts with respect to Cl are represented in this section

for Rainbow, Broken Spur and Lost City vent fluids individually.

3.23.1  Rainbow Hydrothermal Vent Field

Concentrations of endmember major and minor dissolved species in high
temperature hydrothermal fluids obtained from Rainbow hydrothermal field showed
close proximity to each other between individual vents (Figure 3.2). For example,
endmember Cl concentrations were calculated as 772 mmol/kg for Fumeur Tres
Dense, 792 mmol/kg for Fumeur Nouveau and 780 mmol/kg for Magali vents (Table
3.3). These results showed that endmember Cl concentrations in Rainbow fluids
were much greater than seawater Cl concentration (Clseawater: 546 mmol/kg) up to
45%.
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Figure 3.2. Measured Mg versus SO4 (A), Na (B), Li (C), Cl (D), K (E), Br (F), Ca
(G) for all high temperature fluid samples from Rainbow, Broken Spur and Lost City
vent fields. Endmember concentrations are calculated by using least-squares
regression method. Endmember concentrations are represented as solid lines. Black
filled symbols are for Rainbow, open symbols are for Broken Spur and half filled

symbol is for Lost City
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Figure 3.2. (continued)

Similar trend for Br was also present in Rainbow fluids. Endmember Br
concentrations were calculated as 1165 umol/kg in Fumeur Tres Dense, 1152
umol/kg in Fumeur Nouveau, and 1170 pmol/kg in Magali high temperature vent
fluids (Table 3.3). The average endmember Br concentration in Rainbow exhibited
that Rainbow fluids had higher (~40%) Br concentrations with respect to ambient
seawater (Brseawaer: 838 pmol/kg). Likewise, endmember Li concentration in
Rainbow fluids was much higher than ambient seawater (Table 3.3). Calculated
endmember Na concentrations were 606 mmol/kg, 610 mmol/kg, and 608 mmol/kg
for Fumeur Tres Dense, Fumeur Nouveau and Magali, respectively. With these
endmember concentrations, Rainbow fluids had greater Na up to ~31% relative to
background seawater (Naseawater: 464 mmol/kg). Endmember K concentrations were
greater, as much as ~100%, relative to background seawater concentration in
Rainbow fluids. Likewise, Rainbow fluids exhibited greater values in endmember
Ca concentrations, which were calculated as 65 mmol/kg for Fumeur Tres Dense, 67
mmol/kg for Fumeur Nouveau, and 65 mmol/kg for Magali fluids (Table 3.3). Si was
another important parameter to pay attention in vent fluid geochemistry. Endmember
Si concentrations for Fumeur Tres Dense, Fumeur Nouveau and Magali were

calculated as 7.7 mmol/kg, 7.8 mmol/kg, and 7.9 mmol/kg, respectively (Figure 3.3).
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Table 3.3 Calculated endmember compositions for Rainbow, Broken Spur and Lost

City hydrothermal vent fluids

. Cl SO4 Br Mg
Vent Field (mmol/kg) (mmol/kg) (umol/kg) (mmol/kg)
Rainbow
Fumeur Tres Dense 772.0 -0.7 1165.0 0
Fumeur Nouveau 792.0 -0.7 1152.0 0
Magali 780.0 0.4 1170.0 0
Broken Spur
Spire 324.0 1.1 508.0 0
Dragon 386.0 0.0 615.0 0
Chandelier 440.0 0.1 678.0 0
Lost City
Marker B 537.0 49 890.0 0
Bottom Seawater 546 28.2 838 52.6
. Li Na K Ca
Vent Field (umol/kg) (mmol/kg) (mmol/kg) (mmol/kg)
Rainbow
Fumeur Tres Dense 388.0 606.0 18.7 65.0
Fumeur Nouveau 400.0 610.0 19.2 67.0
Magali 393.0 608.0 18.9 65.0

Broken Spur

Spire 753.0 265.0 11.8 10.0

Dragon 934.0 337.0 14.4 12.0

Chandelier 1011.0 373.0 15.3 16.0
Lost City

Marker B 39.0 420.0 7.8 21.0
Bottom Seawater 26 464 9.9 10.6
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Background seawater Si concentrations was around 0.2 mmol/kg therefore, high
temperature Rainbow fluids contained very high amount of Si with respect to
background seawater (Table 3.3). Furthermore, seawater Na/Cl, K/CI, Ca/Cl, Li/Cl
and Br/Cl ratios were calculated as 0.85, 0.018, 0.019, 0.05, and 1.53, respectively
(Table 3.4). In general, ratio of cations to Cl in Rainbow fluids exhibited relatively
homogenous distribution among each individual vent. For example, Na/Cl ratio was
0.78, 0.77, and 0.78 for Fumeur Tres Dense, Fumeur Nouveau and Magali,
respectively, and they were all much lower than ambient seawater Na/Cl ratio.
Similar trend could be seen in Br/Cl ratios in Rainbow fluids, they also indicated
relative depletions with respect to ambient seawater Br/Cl ratio (Table 3.4). All other
ratios of cations to Cl showed relative enrichments when compared to seawater. For
example, Ca/Cl ratios were calculated as 0.084 for Fumeur Tres Dense, 0.085 for
Fumeur Nouveau and 0.083 for Magali. Likewise, K/CI ratios in Rainbow fluids
were calculated as 0.024 and Li/Cl ratios were 0.50- 0.51 for each individual vent in
Rainbow hydrothermal field (Table 3.4).

3.2.3.2  Broken Spur Hydrothermal Vent Field

High temperature Broken Spur fluids obtained from Spire, Dragon, and Chandelier
vents had relatively diverse concentrations in the case of major and minor dissolved
species (Figure 3.2). For example, endmember CI concentrations were calculated as
324 mmol/kg, 386 mmol/kg and 440 mmol/kg for Spire, Dragon and Chandelier,
respectively. It can be seen that Broken Spur vent fluids had lower CI concentrations
(up to 41%) relative to ambient seawater (Clseawater: 546 mmol/kg). In addition to
endmember CI concentrations, a similar decreasing trend relative to starting seawater
composition for Br and Na concentrations was present in Broken Spur fluids.
Endmember Br concentrations were calculated as 508 pumol/kg for Spire, 615
pumol/kg for Dragon and 678 pmol/kg for Chandelier while Na concentrations of
Broken Spur fluids were 265 mmol/kg, 337 mmol/kg, 373 mmol/kg for Spire,
Dragon and Chandelier, respectively (Table 3.3). Therefore, Broken Spur fluids had
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relatively lower Br concentrations (up to 40%) and Na (up to 43%) concentrations
with respect to background seawater. On the other hand, endmember Li
concentrations were much higher than ambient seawater concentrations. For
example, endmember Li concentration of Spire fluids was 753 umol/kg while it was
934 umol/kg in Dragon fluids. Chandelier, on the other hand, had the highest
endmember Li concentration among other vent fluids and it was calculated as 1011
umol/kg. In addition, endmember K concentrations were relatively higher and
showed much more homogenous trend among each individual vent. It was calculated
as 14.4 mmol/kg for Dragon and 15.3 mmol/kg for Chandelier fluids while Spire
fluids had 11.8 mmol/kg and Broken Spur vent fluids had greater K (up to 56%) with
respect to background seawater (Table 3.3). Endmember Ca concentrations of
Broken Spur fluids exhibited both higher and similar values with respect to
background seawater values (Caseawater: 10.3 mmol/kg) and they were calculated as
10 mmol/kg for Spire, 12 mmol/kg for Dragon and 16 mmol/kg for Chandelier fluids
(Table 3.3). Endmember dissolved silica concentration of Broken Spur vent fluids
were calculated as 8.3, 7.0 and 8.9 mmol/kg for Spire, Dragon and Chandelier vents,

respectively (Figure 3.3).

Moreover, values obtained by normalization to Cl concentration in Broken Spur
fluids showed relative enrichments and depletion for different dissolved species with
respect to starting seawater composition. For example, Na/Cl ratio in Broken Spur
fluids was calculated as 0.82 for Spire, 0.87 for Dragon and 0.85 for Chandelier
(Na/Clseawater: 0.85). On the other hand, Br/Cl ratios indicated that Spire and Dragon
showed relative enrichment while Chandelier showed similar value with respect to
seawater (Table 3.4). Moreover, K/Cl ratios were 0.036, 0.037 and 0.035 for Spire,
Dragon and Chandelier fluids, respectively and they showed relative enrichments
relative to seawater (K/Clseawater: 0.019). Also, relative enrichment was observed in
Li, too. Since Broken Spur fluids had one of the highest Li concentrations observed
in Mid-Atlantic Ridge vent fluids (e.g. Charlou et al., 2010), normalization of Li to
Cl exhibited much higher value than ambient seawater. Li/Cl ratio was calculated in
between 2.30 and 2.42 whereas seawater Li/Cl is around 0.05 (Table 3.4).
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Table 3.4 Cl normalized elemental ratios calculated from endmember fluid

composition at Rainbow, Broken Spur and Lost City hydrothermal fields. Indicated

units are as follows mM: mmol/kg and uM: pmol/kg

Vent Field Na/Cl K/CI Ca/Cl Li/Cl
Units mM/mM mM/mM mM/mM  uM/mM
Rainbow

Fumeur Tres Dense 0.78 0.024 0.084 0.50

Fumeur Nouveau 0.77 0.024 0.085 0.51

Magali 0.78 0.024 0.083 0.50
Broken Spur

Spire 0.82 0.036 0.031 2.32

Dragon 0.87 0.037 0.031 2.42

Chandelier 0.85 0.035 0.036 2.30
Lost City

Marker B 0.78 0.015 0.039 0.07
Bottom Seawater 0.85 0.018 0.019 0.05
Vent Field Br/ClI Fe/Mn Fe/Cl Mn/CI
Units uM/mM uM/uM uM/mM - uM/mM
Rainbow

Fumeur Tres Dense 151 12.71 29.004 2.281

Fumeur Nouveau 1.45 12.77 25.621 2.006

Magali 1.50 12.87 26.391 2.050
Broken Spur

Spire 1.57 1.78 1.762 0.991

Dragon 1.59 1.90 1.759 0.925

Chandelier 1.54 2.86 2.032 0.711
Lost City

Marker B 1.66 - - -
Bottom Seawater 1.53 <1 <0.001 <0.001
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However, although Ca exhibited such enrichments, it was not as drastic as Li. Ca/Cl
ratios in Broken Spur were calculated in between 0.031- 0.036 for each vent fluid

while Ca/Cl ratio was around 0.019 for ambient seawater.

3.2.3.3  Lost City Hydrothermal Vent Field

Endmember fluid composition of non-volatile dissolved species were calculated for
high temperature fluid samples obtained from Marker B vent in the Lost City
hydrothermal field (Figure 3.2). Concentration of all chemical species had close
proximity with ambient seawater values in Marker B vent. For example, endmember
Cl, Naand K concentrations were calculated as 537 mmol/kg, 420 mmol/kg, and 7.8
mmol/kg, respectively and Marker B fluids had slightly lower amount of CI (~2%),
Na (~10%) and K (~20%) in its endmember composition (Table 3.3). Additionally,
a similar trend could be seen in Br concentration as well, however, in that case it
exhibited slightly higher concentration value by only ~6% with respect to ambient
seawater. Endmember Br concentration was calculated as 890 umol/kg while
seawater Br was 838 umol/kg. On the other hand, endmember Li and Ca
concentrations were calculated as 39 umol/kg and 21 mmol/kg, respectively and they
showed greater concentrations (e.g. 50% for Li and 76% for Ca) with respect to
ambient seawater. Moreover, endmember Si concentration for Lost City was able to
be calculated as 0.5 mmol/kg. It had a concentration approximately three-times of

ambient seawater concentration (e.g. Siseawater: <0.2 mmol/kg).

Furthermore, values obtained by normalization to Cl concentration in Lost City fluid
showed relative enrichments and depletion for different dissolved ion species with
respect to starting seawater composition. For example, Na/Cl and K/CI ratios were
calculated as 0.78 and 0.015, respectively and showed relative depletion with respect
to seawater ratios while Ca, Li and Br showed relative enrichments with respect to

corresponding seawater ratios (Table 3.4).
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3.24 Transition Metals and Y H2S

Measured concentrations of dissolved transition metals including Fe, Mn, Cd, Co,
Cu, Ni, Al, and Zn obtained from Rainbow and Broken Spur hydrothermal fluids
show large enrichments with respect to ambient seawater concentrations. However,
endmember concentrations of many metals except Fe and Mn could not be calculated
since they do not exhibit linear correlation with Mg. This might be due to variable
degree of uncertainty seen in transition metals in hydrothermal vents because most
of these metals might precipitate both in subseafloor and fluid samplers, which limits
the detection of any linear relationship with magnesium (see Yucel et al., 2011;
McDermott et al., 2018). In addition, all metal concentrations obtained from Lost
City hydrothermal fluids are below the limit of detection, hence no analysis is
presented for Lost City fluids other than confirming the earlier findings that the site

is low in metal fluxes and a hydrogen and hydrocarbon fluxes dominated.

Table 3.5 Calculated endmember compositions of Fe, Mn, Si and H>S for Rainbow,
Broken Spur and Lost City hydrothermal vent fluids

. Fe Mn Si H2S
Vent Field (M)  (umolkg)  (mmol/kg) (zmM)
Rainbow
Fumeur Tres Dense 25881 1761 7.7 -
Fumeur Nouveau 26533 1589 7.8 -
Magali 24024 1599 7.9 -

Broken Spur

Spire 571.0 321.0 8.3 5.72

Dragon 679.0 357.0 7.0 6.56

Chandelier 894.0 313.0 8.9 5.82
Lost City

Marker B - - 0.5 -
Bottom Seawater <0.001 <0.001 0.3 0
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Endmember concentrations of Fe for Rainbow fluids are calculated as 25881
umol/kg, 26533 umol/kg, 24024 umol/kg for Fumeur Tres Dense, Fumeur Nouveau
and Magali vents, respectively (Figure 3.3). On the other hand, Broken Spur has
relatively much lower endmember Fe concentrations and they are calculated as 571
umol/kg, 679 umol/kg and 894 umol/kg for Spire, Dragon and Chandelier vents,
respectively (Table 3.5). Both hydrothermal vent fields are following a similar trend
in the case of endmember Mn concentrations as well. That is, Mn concentrations for
Rainbow vents are in between 1590-1761 umol/kg while they are much lower (313-
357 umol/kg) in Broken Spur fluids (Table 3.5). The Cl normalization that have been
performed for major and minor dissolved species can be applied to Fe and Mn in
order to check the relative differences between individual vent fluids although both
Fe and Mn concentrations already indicate great enrichments with respect to ambient
seawater. In that respect, Fe/Cl and Mn/ClI ratios are calculated very close to each
other as 29.0, 25.6 and 26.4 and 2.3, 2.0, and 2.1 for Fumeur Tres Dense, Fumeur
Nouveau, and Magali vents, respectively (Table 3.4). Although endmember CI
concentration is so high in Rainbow fluids, the highest ever measured endmember
Fe and one of the highest Mn concentrations in Rainbow fluids are responsible in
creating very high Fe/Cl and Mn/Cl ratios. Relatively higher variation in endmember
Fe, Mn and CI concentrations seen in Broken Spur fluids create relatively higher
differences in Fe/Cl and Mn/Cl ratios between individual vents. For example, Mn/Cl
ratios for Spire and Dragon are very close to each other however relatively higher
endmember concentrations of Cl and lower concentration of Mn calculated in
Chandelier fluids creates lower Mn/Cl ratio relative to other Broken Spur vents
(Table 3.4). Additionally, Fe/Cl ratios are relatively more dispersed with respect to
each other in Broken Spur fluids. Moreover, results of Y H>S (3 H2S = HoS + HS™ +
S%) measurements could only be obtained for some of Broken Spur fluids, and they
are used to calculate overall endmember concentrations for individual Broken Spur
vents. On the other hand, > H.S concentrations are below the limit of detection in

Rainbow and Lost City vent fields (see Le Bris and Duperon, 2010).
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Figure 3.3. Measured Mg versus Fe (A, B), > H-S (C), Mn (D), Si (E, F) plots for all
high temperature fluid samples where appropriate from Rainbow, Broken Spur and

Lost City vent fields. Endmember concentrations are calculated by using least-

squares regression method and represented as solid lines. Black filled symbols are

for Rainbow (Circle: Fumeur Tres Dense, Square: Fumeur Nouveau, Triangle:

Magali), open symbols are for Broken Spur (Inverted Triangle: Spire, Diamond:

Dragon, Circle: Chandelier) and half-filled square is for Marker B, Lost City
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Table 3.6 Table showing standart error values of slope and Y-intercepts for each
endmember chemical species obtained by using regression plots in Figure 3.2 and
Figure 3.3 for Rainbow (Fumeur Tres Dense, Fumeur Nouveau, Magali), Broken
Spur (Spire, Dragon, Chandelier) and Lost City (Marker B) vent fluids (units are

same as the regression plots)

Cshsgzi'gsl Uncertainty Furr[1)eeunrs‘;l'res Fumeur Nouveau Magali
cl Slope 0.09 0.55 -
Y-intercept 4.82 29.19 -
Na Slope 0.60 0.26 0.44
Y-intercept 31.42 13.87 23.32
Br Slope 1.03 0.44 1.29
Y-intercept 53.92 22.91 67.91
Li Slope 0.24 0.26 0.65
Y-intercept 12.61 13.92 34.13
K Slope 0.01 0.01 0.03
Y-intercept 0.68 0.68 1.74
Ca Slope 0.04 0.05 0.12
Y-intercept 1.89 2.66 6.34
S Slope 0.01 0.01 0.00
Y-intercept 0.60 0.38 0.14
Fe Slope 13.66 24.56 37.52
Y-intercept 718.30 1292.00 1973.00
Mn Slope 1.45 2.49 2.79
Y-intercept 76.46 131.20 146.80
SO. Slope 0.02 0.02 0.02
Y-intercept 1.00 0.94 0.80
H,S Slope - - -
Y-intercept - - -
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Table 3.6 (continued)

Chem_lcal Uncertainty Spire Dragon  Chandelier Marker B
Species
cl Slope 0.77 0.26 0.23 1.18
Y-intercept 40.55 13.87 11.85 61.96
Na Slope 0.50 0.31 0.28 0.82
Y-intercept 26.09 16.17 14.46 43.01
Br Slope 0.70 0.53 0.34 1.19
Y-intercept 36.85 27.83 17.67 62.66
L Slope 1.17 0.79 0.60 0.03
Y-intercept 61.35 41.50 31.36 1.69
K Slope 0.02 0.01 0.01 0.01
Y-intercept 0.82 0.75 0.36 0.77
Ca Slope 0.02 0.02 0.02 0.05
Y-intercept 0.80 1.18 0.88 2.48
S Slope 0.04 0.03 0.04 0.00
Y-intercept 1.89 1.49 1.99 0.02
Fe Slope 3.38 2.18 0.52 -
Y-intercept 177.60 114.60 27.17 -
Mn Slope 0.40 0.22 0.17 -
Y-intercept 20.90 11.61 8.72 -
SO, Slope 0.02 0.00 0.00 0.03
Y-intercept 0.87 0.09 0.04 1.82
H,S Slope 12.63 7.54 - -

Y-intercept 664.50 396.50 - -

3.3 Geochemistry of Rainbow and Broken Spur Hydrothermal Plumes

For a better contextual understanding of the mixing processes in the plume as well
as assessing the mixing status of the samples, results of concentration ranges of
different vent forming chemicals collected in different heights from the orifice (e.g.
0 m to 12 m in the plume) in Rainbow and Broken Spur hydrothermal vents are

presented in this section. Plots of distance from the orifice versus temperature and
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different dissolved chemical species measured in both vent fluids exhibited different
trends for Rainbow and Broken Spur vent fields (Figure 3.3-3.8). For example,
variable amount of Mg was seen in rising plume for each vent. Mg in hydrothermal
fluids can be a good seawater mixing tracer since endmember Mg concentration of
vent fluids is near zero while it is much higher (~52.6 mmol/kg) at ambient seawater.
Therefore, Mg should gradually increase starting from the orifice throughout the
rising plume in normal conditions. For example, Mg concentrations displayed
expected depletion towards the orifice with a minimum of 6.9 mmol/kg measured at
Dragon and 7.4 mmol/kg at Magali and increase up to ~48 mmol/kg for both vents
at around 1.5 meters and 5 meters from the orifice (Figure 3.3 and Figure 3.8).
However, variable amount of seawater entraining into major samplers during the
sampling process may increase the Mg concentration more than expected and
interrupt the trend of gradual increase. For example, in Dragon and Chandelier
plumes, Mg profiles indicated a logarithmic shape implying a regular mixing curve
while in Spire there in the first two samples near the orifice, we found strong
indications of high fraction of seawater mixing just above the orifice. Similar trend
was also present in Fumeur Tres Dense plume in Rainbow as well. Additionally, SO4
displayed similar trend with Mg and its concentration increased as the plume rises
(Figure 3.3). However, in some vent fluids such as Magali and Spire, SO4
concentrations exceeded ambient seawater concentration (e.g. ~ 40 mmol/kg) up in
the plume while other vents exhibited a trend converging ambient seawater SO4
concentration. Further, “mirror image” like profiles of Mg and SO4 (i.e. a decreasing
trend from orifice to up in the rising plume) were expected for Fe, Mn and Si since
their concentrations were so low in ambient seawater when compared to vent fluids.
In other words, hydrothermal fluids act as a source for those chemical species. All
profiles for each dissolved species in Rainbow and Broken Spur vents followed this

trend as expected (Figure 3.3-3.8).
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For example, maximum dissolved Mn was measured as 330 pmol/kg at the orifice
of Dragon chimney at Broken Spur (Figure 3.8) while Spire and Chandelier
chimneys still emited Mn levels around 200 pmol/kg. Profiles showed that
approximately 15 umol/kg level of Mn in average was still present in the plume of
Broken Spur vents and it reached ~1.2 pmol/kg at 5 meters height above the Spire
orifice. Silica released from the Broken Spur vents was high (maximum of 8991
umol/kg of dissolved Si was measured in Chandelier) with a decreasing trend as fluid
mix with seawater over the plume height. Additionally, several hundred umol/kg
dissolved Si was still present in the upper parts of the rising plume (e.g. 565 umol/kg
at 5 meters from Spire orifice and 262 pmol/kg at 3 meters from Chandelier orifice)
and entered the deep ocean from Broken Spur vents. High temperature samples
obtained from Broken Spur vent orifices showed a wide range of dissolved Fe
concentrations as 187-744 umol/kg by following the similar decreasing trend as
fluids mix with seawater. However, minimum ~1.2 pmol/kg of dissolved Fe was still
retained in the upper part of the Spire plume. Rainbow vents, on the other hand, had
higher concentrations of Mn with respect to Broken Spur, however Mn
concentrations in the upper part of the rising plumes resembled to Broken Spur
(Figure 3.3-3.5). Maximum silica concentration at the high temperature fluids at the
orifice was measured as 6670 pmol/kg and a maximum of 807 pmol/kg Si was still
present at the 5-m height from the orifice. Mirroring the Si profiles in the Magali and
Fumeur Nouveau plumes exhibited a continuous decrease as plume rises while
extensive seawater mixing was present at Fumeur Tres Dense plume. Dissolved Fe
concentration of Rainbow fluids were much higher than Broken Spur at high
temperature samples at orifice, and they had a concentration range between around
5000- 8000 umol/kg. However, variable amount of dissolved Fe was transported up
in the buoyant plume in Rainbow vents. For example, we still had 80-100 pmol/kg
of dissolved iron at 5 and 7 meters from the orifice for Magali and Fumeur Nouveau
plumes, respectively while after around 3 meters from the orifice, no dissolved iron
was persisted in the rising plume in Fumeur Tres Dense (Figure 3.5). Also,

temperature profiles exhibited similar “mirror image” like trend when compared to
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Mg and SO4. Abrupt decrease of temperature can be seen in each vent profile due to
the mixing of very high temperature hydrothermal fluids (305-372 °C) with cold

ambient seawater (Figure 3.3-3.8)

Furthermore, in the case of other dissolved ions rather than Mg and SO4 such as Br,
K, Ca and Li, we observed slight or intense decreases in the upper part of the plume.
For example, the most intense concentration decrease was seen in Li among these
ions. It was maximum at Chandelier orifice (790 pmol/kg) and minimum at Spire
orifice (510 umol/kg) in Broken Spur vents and, for example, 32 umol/kg of Li
persist at 5 meters in the Spire plume. Rainbow vents had similar trend but much less
Li concentrations. It was in between 100-326 pmol/kg at the orifice and around 26
umol/kg in the upper part of the plume. Additionally, Br showed slightly
conservative trends with small increases as the plume rises (Figure 3.3-3.8). Also,
both Ca and K profiles generally showed decreasing trends. Both vent fields had
similar K concentrations both in orifice and different plume heights, however,
Rainbow fluids consisted much higher Ca at the orifice although Ca concentrations
converged to ambient seawater values in higher part of the plume in both vent fields
(Figure 3.3-3.5). For example, it was 46 mmol/kg at Magali orifice while 9.4
mmol/kg at Spire orifice however Ca concentrations were around 9.8 mmol/kg at the

5 meters of corresponding plumes.

It is hard to obtain accuratedissolved concentrations of transition metals other than
Fe and Mn such as Cu, Ni, Zn, Co etc. since they readily tend to form precipitates in
the samplers until their recovery (Trefry et al., 1994). Although recovered samples
do not represent accurate dissolved fractions of these metals, still the measurements
at least provide information about their minimum dissolved concentrations.
Therefore, corresponding results were presented here to provide a general framework
regarding behavior of these metals in the rising plume. Ni and Co profiles
represented similar profiles with Fe and Mn in Rainbow vents. Maximum Ni and Co
concentrations were measured as ~2.2 umol/kg at Magali and Fumeur Nouveau
orifices, respectively, and they both continuously decreased as plume rises and
converging 0 umol/kg for both species (Figure 3.3-3.5). On the other hand,
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concentrations of Co and Ni were much less in Broken Spur fluids. Approximately
0.03 umol/kg of Co and 0.3 umol/kg of Ni were measured near the orifice in Broken
Spur vents (Figure 3.6-3.8). Additionally, Cu and Zn profiles for both Rainbow and
Broken Spur vents had commonalities regarding their trends, which indicated Cu and
Zn might have similar behaviors in the plume. Both metals exhibited slight
concentration decreases as fluids mix with ambient seawater (Figure 3.3-3.8).
Finally, Cd did not show observable trends like other metals. Nano-molar level of
Cd was measured in each vent. Rainbow had higher Cd concentrations than Broken
Spur. For example, maximum Cd was detected as 37 nmol/kg in Fumeur Tres Dense

orifice in Rainbow while it was 4 nmol/kg in Dragon orifice in Broken Spur.
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CHAPTER 4

DISCUSSION

4.1  Processes Controlling Formation of Endmember Fluid Geochemistry

4.1.1 Phase separation and Cl variability

Rainbow and Broken Spur hydrothermal fluids exhibit relative enrichments and
depletions of endmember CI concentrations with respect to ambient seawater value
(Table 3.3). Different processes have been thought to control CI variation in
hydrothermal fluids including hydration of igneous crust, dissolution or precipitation
of Cl-bearing minerals during the water-rock reactions and phase separation. It was
already showed in different studies that the phase separation has the most substantial
effects on Cl concentrations among these processes in hydrothermal fluids in
different settings existing in ultrafast, fast, slow spreading ridges and back-arc
systems (Bischoff and Rosenbauer, 1985; Bischoff and Pitzer, 1989; Von Damm,
1988; Von Damm, 1990; Butterfield and Massoth, 1994; Butterfield et al., 1994;
German and Von Damm, 2003; Foustoukos and Seyfried, 2007b). Phase separation
depends on temperature and pressure conditions and it occurs when these conditions
are proper during seawater circulation down through the oceanic crust. These two
physical conditions are directly proportional to each other, meaning that greater
depths need higher temperatures for phase separation of seawater. For example,
seawater undergo phase separation at 389 °C at a typical intermediate to fast
spreading mid-ocean ridge system at around 2500 meters while it requires 450°C for
phase separation at around 4200 meters (see Figure 4.1) (Bischoff, 1991; Bischoff
and Rosenbauer, 1985). Phase separation occurs when the temperature and pressure
conditions of a solution crosses the vapor-liquid boundary (i.e. two-phase curve) of
the NaCl-H>O system (Bischoff and Rosenbauer, 1985). It will then separate into
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two different phases with different chlorinities; (1) one with higher chlorinity, and
(2) other with lower chlorinity relative to ambient seawater. For example, at Rainbow
seafloor conditions (~227 bars), the vapor-liquid boundary of seawater is at around
385 °C, which is the minimum temperature at which fluids must have to initiate the
phase separation below the seafloor (Figure 4.1). Likewise, measured exit
temperatures of Broken Spur fluids lie well below the two-phase curve at seafloor
pressures (~305 bars). Subseafloor conditions of Broken Spur need to have a
temperature at least 405 °C to induce phase separation. Both of these calculations
indicate that Rainbow and Broken Spur fluids are not actively phase separating at

the seafloor with their current physical conditions.
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Figure 4.1. Temperature and Pressure properties of seawater with two-phase curve
(solid line) (from Bischoff and Rosenbauer, 1985). CP indicates critical point of
seawater at 407 °C and 298 bars. Seafloor P-T conditions for each individual

Rainbow and Broken Spur vents are represented in the plot as well

Accordingly, it is possible to infer that both hydrothermal fluids might circulate to
deeper portions (e.g. several kilometers) in the oceanic crust, and might have phase
separations at even much higher temperatures discussed above. In that respect,
endmember CI concentrations of hydrothermal fluids and the character of phase

separation are being used to determine the depth and temperature conditions of phase

68



separation in the subseafloor (e.g. Von Damm, 1995; Charlou et al., 2002; Gallant
and VVon Damm, 2006; Charlou et al.., 2010; Reeves et al., 2011; McDermott et al.,
2018). Mainly, there are two different types of phase separation occurring in
hydrothermal system and character of the phase separation is determined where fluid
crosses the two-phase curve (German and Von Damm, 2003; Charlou et al., 2010).
For example, if it crosses at pressure and temperature conditions higher than the
critical point of a 3.2-wt % NaCl-H2O solution (407°C, 298 bars) then supercritical
phase separation (also called as condensation) occurs, where a liquid phase with
relatively higher chlorinity condenses out of the fluid (Bischoff and Rosenbauer,
1984; (German and Von Damm, 2003; Charlou et al., 2010). On the other hand, if
fluid crosses two-phase curve at conditions less than the critical point of seawater, it
results in subcritical phase separation (or boiling), which creates low chlorinity vapor

phase and this fraction can be emitted separately in hydrothermal vents.
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Figure 4.2. Isotherms of the vapor-liquid region and two-phase curve (red) of NaCl-
H20 from 390 °C to 475°C (modified from Bischoff and Pitzer (1989)). CP indicates
critical point of 3.2 wt % seawater at 298 bars. Individual vent fields in Rainbow and
Broken Spur are represented in the plot as well
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This vapor phase can contain salt with varying amount depending on the point of
intersection on the two-phase curve (Bischoff and Rosenbauer, 1988). On the basis
of this approach, for example, chlorinity of Rainbow fluids (4.51- 4.62 wt% NaCl)
can be produced if supercritical phase separation of seawater occurs at ~420 °C and
~340 bars (Figure 4.2). Considering the seafloor physical conditions for Rainbow
fluids (~225 bars and 315-372°C), this calculation shows that phase separation might
occur at a pressure which is ~115 bars greater than the seafloor pressure,
approximately 1150 meters deep within the crust. These results for Rainbow are
consistent with what Charlou et al. (2010) reported. Considering the exit temperature
of Rainbow fluids from the orifice, phase separation temperature show that Rainbow
fluids experience intense cooling (as much as 105 °C) in the up-flow zone.
Furthermore, depth of phase separation can be calculated in the same manner for
Broken Spur as well. Chlorinity of Broken Spur fluids is changing between 1.91 and
2.58 wt% NaCl. Therefore, in this condition, Broken Spur experiences a subcritical
phase separation at 400-405 °C and 280-290 bars in the subseafloor. Considering the
seafloor depth of Broken Spur vents (i.e. ~3050 meters), phase separation occurs
approximately 150-300 meters above the seafloor level. This might not be a problem
considering the geomorphology of Mid-Atlantic Ridge (see Introduction chapter).
Charlou et al. (2010) reported a similar case for Logatchev 2 vent fluids, and stated
that upper part of the ridge segment in MAR might be at 2450 meters in depth.
Additionally, temperature condition during the phase separation imply that Broken
Spur fluids have cooled up to 95 °C during the rising in the up-flow zone since exit
temperature measured at the orifice are varying between 310-332 °C in Broken Spur.
On the other hand, a similar frame is not drawn for Lost City since it does not exhibit
intense phase separation like Broken Spur and Rainbow rather Lost City fluids
contain slightly lower endmember CI concentration (~10 mmol/kg) when compared
to ambient seawater (Table 3.3). One of the main possible mechanisms creates this
shift might be ClI removal as a result of serpentinization since some of the minerals
such as serpentine group minerals and iowaite (MgsFe3*2(OH)16Cl2-4H,0) exhibit

Cl enrichments in their structures (Friih-Green et al., 2004; Bach et al., 2004; Sharp
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and Barnes, 2004). Additionally, a second plausible mechanism responsible in Cl
depletion in Lost City fluids might be dehydration of brucite and resultant dilution
of Cl by releasing water (Seyfried et al., 2015). Lack of brucite in serpentinites from
southern wall of the Atlantis Massif (Boschi et al., 2008) is a supporting the idea for

brucite dehydration.

4.1.2 Geochemical Evolution of Other Non-Volatile Dissolved Species

Figure 4.3 states that there is a strong positive correlation between dissolved Mg and
S04 concentrations and therefore subsurface geochemical behavior of these two-
chemical species resembles with each other during hydrothermal circulation.
Additionally, in normal conditions, quantitative removal of Mg and SO is expected
under high temperature water/rock reactions however we have measured variable
concentrations of these species in high temperature hydrothermal fluids (Table 3.2).
This might be due to entrainment of seawater into major samplers during the
sampling procedure and/or filling of dead volume of the sampler prior to deployment
(Von Damm et al., 1985; Von Damm, 2000).

30 Fumeur Tres Dense

R-Squared: 0.97
P-Value: <0.0001

Fumeur Nouveau
Magalie

N
T

Spire
Dragon

S0, (mmol/kg)
o
1

Chandelier
Marker B
Background Seawater

LR B I

Mg (mmol/kg)

Figure 4.3. High positive correlation between Mg and SO4 for samples from each
individual vent in Rainbow, Broken Spur and Lost City hydrothermal fields.

Statistical parameters are represented on the plot
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Von Damm et al. (1985) showed that major samplers have a dead volume of ~4 mi
and Seewald et al. (2002) calculated Mg contribution coming from same amount of
dead volume (~ 4 ml) for another type of sampler (IGT) as 1.6 mmol/kg. Therefore,
if we apply this calculation, major sampler dead volume can only explain roughly
1.6 mmol/kg of the measured Mg concentration. However, concentrations from all
major samplers collected from Rainbow, Broken Spur and Lost City are greater than
this value (Table 3.2). Moreover, such high Mg and SO4 concentrations can also be
explained by (1) hydrothermal fluids themselves might have high concentration of
these two-chemical species under the control of specific set of geochemical reactions
in the subsurface (e.g. Kleint et al., 2019) and/or (2) seawater might mix with
hydrothermal fluids in the subsurface before releasing into seafloor (e.g. Gallant and
VVon Damm, 2006). In the first case, consistently high and similar Mg concentrations
should have been obtained in replicate samples from same vent orifice but our dataset
does not exhibit such a trend. In the second case, along with variable Mg and SO4
concentrations, there might be a trend in decreasing temperature among individual
vents due to mixing of ambient seawater (2 °C) with hydrothermal fluids (370-382
°C) in the subsurface (Gallant and Von Damm, 2006). Since our dataset represents
such trends among individual Rainbow vents, the second case cannot be ruled out.
Accordingly, negative endmember concentrations of SO4 in Fumeur Tres Dense (-
0.7 mmol/kg) and Fumeur Nouveau (-0.7 mmol/kg) indicate sulfate precipitation as
anhydrite in the subsurface as a result of mixing between hydrothermal fluids and

seawater in the up-flow zone (Von Damm, 2000) (Reaction 3).
Ca** (+ minor SI’2+) +S504% = (Ca, Sr)SO4 anhyarite (Reaction 3)

For example, Gallant and Von Damm (2006) observed both significantly negative (-
6.72 mmol/kg) and slightly negative (-0.385 mmol/kg) endmember SOq
concentrations for Marker 2 and Marker 10 hydrothermal vents in Edmond vent field
in Central Indian Ridge, respectively. Since Marker 2 had more negative endmember
sulfate, it faced with more substantial seawater mixing than Marker 10. Additionally,
anhydrite precipitation causes decreasing Ca and Sr concentrations along with vent

fluid temperature with respect to the mixing intensity (Reaction 3). Gallant and Von
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Damm (2006) calculated ~6 mmol/kg depletion of Ca for Marker 2 compared to
other vents in Edmond field, however, slightly less negative Marker 10 endmember
sulfate concentrations did not result in substantial Ca depletion. Since Fumeur Tres
Dense and Fumeur Nouveau fluids have endmember sulfate concentrations closer to
Marker 10 fluids, we might expect not to have major Ca depletions by anhydrite
precipitation but still corresponding amount of temperature decrease. Our results are
consistent with this analogy although Fumeur Tres Dense and Fumeur Nouveau
represent slightly less (~60 °C) temperature decrease when compared to Marker 10
(75-90 °C) (Gallant and Von Damm (2006). Also, Magali can be considered as a
good reference for other Rainbow vents since the calculated endmember sulfate
concentration is not negative, indicating no or very minor precipitation of anhydrite
as a result of mixing of seawater with hydrothermal fluids in the subsurface.
Likewise, Broken Spur vents can be considered as the same due to having zero or
positive endmember sulfate concentrations. Lost City fluids, on the other hand, have
very high endmember sulfate concentrations (Table 3.3), and this result is consistent
with previously reported data. That is, overall endmember SO4 concentration in Lost
City fluids was reported as in between 1 and 4 mmol/kg (Kelley et al., 2005; Lang
etal., 2012; Seyfried et al., 2015). As a result, we can confidently say that variability
in Mg and SO4 concentrations in Rainbow, Broken Spur and Lost City hydrothermal
fluids is due to seawater entrainment to major samplers during the sampling
procedure along with small dead volume contribution and an additional fraction from

subseafloor mixing for Fumeur Tres Dense and Fumeur Nouveau vents.

Furthermore, Cl normalized cation values provide a comprehensive comparison
chance of cation concentrations between hydrothermal vents since mainly phase
separation-controlled Cl is the dominant anion and show positive correlations with
cations in hydrothermal fluids (Figure 4.4). Na/Cl and Ca/Cl ratios in Rainbow,
Broken Spur and Lost City fluids show both enrichments and depletions relative to
background seawater, however, they are well within the range of sampled fluids in
other hydrothermal fields present on Earth (Figure 4.4). Changing in endmember Na
and Ca concentrations in hydrothermal fluids are net results of different water-rock
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reactions. Studies showed that their concentrations are controlled by equilibrium
reactions involving plagioclase (e.g. albitization) and pyroxene minerals and some
of their alteration products with exchange of seawater Ca and Mg (Berndt et al.,
1989; Allen and Seyfried, 2004; Seyfried et al., 2007; Seyfried et al., 2011). In
albitization, Ca is released by anorthite destruction but Na is depleted since its
incorporated into albite (see Reaction 2). Therefore, identical Na/Cl ratios with
ambient seawater in Broken Spur against the idea of substantial albitization (Table
3.4). However, Low Na/Cl values with respect to seawater in Rainbow indicate
albitization reaction is mainly responsible for the removal of Na from the
hydrothermal fluids. In conjunction with Na loss, absolute very high Ca/Cl ratio
observed in Rainbow fluids relative to ambient seawater supports substantial
albitization. The comparison of Rainbow and Broken Spur fluids with other vents in
global hydrothermal system also indicates that albitization reactions have a primary
control on Rainbow fluids whereas it is not the case for Broken Spur (Figure 4.4F).
Additionally, although Lost City has similar Na/Cl ratios with Rainbow fluids,
albitization is not as significant as the one in Rainbow in Lost City. However, still
Lost City fluids have clearly higher amount of Ca when compared to seawater (Table
3.3). This data is consistent with previously reported data (Kelley et al., 2001;
Seyfried et al., 2015), and Seyfried et al. (2015) indicated that enrichments of Ca
observed in Lost City fluids might be sustained by Ca in clinopyroxene minerals,
which are one of the major components of mantle peridotites (Seyfried et al., 2008).
Moreover, K is considered as a soluble element in both mafic and ultramafic systems
therefore depletions and enrichments of potassium in hydrothermal fluids might be
used to understand the general alteration degree of the rock reacting with water
during the hydrothermal circulation. K concentration of Rainbow, Broken Spur and
Lost City fluids are all well within the concentration range of other hydrothermal
systems (Figure 4.4B) however K/CI ratio of Broken Spur represents comparable
amount of enrichments with respect to some other basalt hosted hydrothermal vents
(e.0. TAG in MAR and Kairei hydrothermal vents in Central Indian Ridge).
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Mn (K), H2S (L); Na/Cl versus Ca/Cl (F), K/Na (H); pH versus Temperature (J) for
different vent fields around world’s oceans. Rainbow, Broken Spur and Lost City
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Based on depletion of K and low K/Na signature, Gallant and Von Damm (2006)
stated that reactions of water with altered basalts control the formation and evolution
of fluids in Kairei and TAG hydrothermal fields (see Gallant and Von Damm
(2006)). Accordingly, since Broken Spur shows enrichments of K and relatively
higher K/Na signature (Figure 4.4H), it is expected to have relatively more fresh
basalts reacting in Broken Spur hydrothermal field.

The endmember dissolved silica concentration is another important geochemical
indicator since it has been used to determine subsurface temperature and pressure
conditions of mafic hydrothermal hosted systems (Von Damm, 1991; Bischoff and
Rosenbauer, 1985; Foustoukos et al., 2007b). Because temperature and pressure
conditions are two main fundamental controlling factors on quartz solubility, it is
possible to calculate one parameter by knowing the other one (Figure 4.5) by
assuming fluid equilibration with quartz in the reaction zone and no further
equilibration in the up-flow zone (e.g. Gallant and Von Damm, 2006; McDermott et
al., 2018). Calculated endmember dissolved silica concentrations for Broken Spur
vents (7-8.9 mmol/kg) are well below other basalt hosted hydrothermal vents in Mid-
Atlantic Ridge (Charlou et al., 2010). Since low endmember Si concentrations are
out of quartz stability field under the corresponding T-P conditions (Figure 4.5),

fluid-mineral equilibria approach (Von Damm, 1991) on quartz solubility cannot be
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applied to Broken Spur fluids directly. However, corresponding endmember Si plots
does not exhibit high linear correlation with Mg in Broken Spur. Linear correlation,
hence conservative behavior, can be interrupted when a chemical species precipitate
in the subseafloor. Therefore, low Si content of Broken Spur fluids might be due to
precipitation of some fraction of dissolved Si under the surface as silicate phases.
Accordingly, subsurface reaction conditions calculated by ClI concentrations can be
used to check this hypothesis because Gallant and Von Damm (2006) stated that
conditions obtained from phase separation and quartz solubility should be consisted
with each other. By using the methodology provided by (Von Damm, 1991), Broken
Spur should have approximately 14 mmol/kg dissolved silica in its fluids in the given
P-T conditions (Figure 4.5).
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Figure 4.5. Plot of dissolved SiO, concentration as a function of temperature and
pressure (Von Damm et al., 1991). Pressure values are as noted on the plot and
increases incrementally between 150- 1000 bar. Broken Spur vent fluids (inverted
triangle: Spire; diamond: Dragon) are indicated on the plot. Star denotes inferred

Broken Spur silica concentration based on subsurface phase separation conditions
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This states that up to 50% of dissolved silica is precipitated in the subsurface
considering calculated endmember Si concentration of Broken Spur (Table 3.4).
Silica precipitation in the up-flow zone with cooling (~95 °C in Broken Spur) is not
unexpected since solubility of quartz is highly dependent on temperature (Gallant
and Von Damm, 2006). This approach, however, is not applied for Rainbow since it
is mainly a peridotite dominated and serpentinization controlled system. It is
normally expected to have very low dissolved silica concentrations out of quartz
saturation level in such a system but Rainbow fluids show an exception since they
contain good amount of dissolved Si. This contrasts to the findings of computational
models by Allen and Seyfried (2004) and McCollom and Bach (2009) showing
peridotite hosted systems generate fluids with very low concentration of dissolved
SiO2 when compared to basalt hosted systems. Therefore, in Rainbow, another
source for extra dissolve Si component should be present. Seyfried et al. (2011)
suggested that interaction of gabbroic bodies in addition to peridotites is likely in
Rainbow hydrothermal fluids. Additionally, same situation is present for peridotite
hosted Logatchev vent field in MAR since Logatchev fluids exhibits similar elevated
dissolved silica concentrations (see Charlou et al., 2010). Also, gabbroic outcrops
present around the hydrothermal vent fields supports the idea of gabbroic interaction
in Rainbow hydrothermal field (Douville et al., 2002; Schmidt et al., 2007).
Therefore, emplacement of gabbroic intrusions is inferred as the main driving factor
of silica enrichments in hydrothermal fluids in peridotite hosted systems.
Additionally, McDermott et al. (2015) stated a similar case for Von Damm vent field
in Mid- Cayman Rise. Although Rainbow contains more metal rich, acidic and
higher temperature fluids with respect to Von Damm vent field, they both share

similar dissolved silica concentrations.

4.1.3 Lithium Concentration and Water/Rock Ratios

Broken Spur fluids contain higher amount of Li concentration when compared to
most of the basalt hosted hydrothermal systems in different settings while Rainbow
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has comparable amount of Li with respect to other peridotite hosted systems e.g.
(Logatchev) (Figure 4.4C). However, Lost City is an exception. Although its fluids
show enrichments with respect to ambient seawater, Lost City has one of the lowest
ever measured Li concentration among other vents (Figure 4.4C). Different studies
demonstrated that Li has been used to calculate water/rock mass (w/r) ratios in
hydrothermal systems due to its highly mobile character during water/rock reactions
(Von Damm et al., 1985; James et al., 1995; Seyfried et al., 1998; Foustoukos and
Seyfried, 2005; Gallant and Von Damm, 2006; Pester et al., 2012; Seyfried et al.,
2015). Von Damm et al. (1985) stated that it is possible to calculate w/r ratios after
knowing the concentration of alkali elements present in the rock, and assuming both
quantitative leaching of alkali elements from rocks and no precipitation by
partitioning of corresponding element into any secondary minerals. Different rock
types contain different proportion of alkali elements. For example, Tomascak et al.
(2008) calculated Li concentration of different basalts dredged from 23-39 °N in
MAR in between 3.82 ppm and 7.11 ppm (average 5.37 ppm) and Wilson et al.
(2013) calculated very similar concentration as 5.11 ppm in average (n=109) for
axial basalts from 13-14 °N in Mid-Atlantic Ridge. Considering the endmember Li
concentration of Broken Spur, w/r is calculated in between 0.73- 0.98. However, this
calculation has been done by assuming total leaching of Li from rocks but different
studies showed that Li is leached up to ~70% from rocks during high temperature
water/rock reactions (Mottl and Holland, 1978; Seyfried et al., 1984; Von Damm et
al., 1985; Seyfried et al., 1998). Therefore, w/r of Broken Spur becomes 0.5-0.7 after
applying 70% extracting efficiency. This w/r ratio is same with what James et al.
(1995) calculated for Broken Spur. Moreover, Frith-Green et al. (2018) reported
different peridotite lithologies with different Li concentrations from I0ODP
Expedition 357 in Atlantis Massif. They recovered cores containing harzburgites and
dunites from drill holes in Atlantis Massif. In order to have the best representation,
however, some of the drill cores directly on top of the Lost City field have been
chosen in this study. Li concentrations of these lithologies are changing between 0.22

ppm and 8.73 ppm (mean: 2.57 ppm) (Frith-Green et al., 2018). Relatively wide
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range seen in Li concentration in Lost City peridotites might be due to the degree of
serpentinization. Decitre et al. (2002) showed that Li concentration is sensitive to
alteration state of peridotites; a general increasing concentration trend with
increasing degree of serpentinization. For example, Li concentrations were reported
in between 0.6 ppm and 8.2 ppm for samples with serpentinization degrees 67-94%
from southwest Indian Ridge (SWIR) (Decitre et al., 2002). W/R ratio for Lost City
was tried to be calculated in the same manner however, within this wide
concentration range (i.e. 0.22-8.73 ppm) it does not provide a comprehensive
information since calculation gives w/r in between 0.81 and 32.2. Therefore, in order
to get a general understanding about the system, mean Li concentration was preferred
to be used in w/r calculation. As a result, it was calculated as ~9.5, which is a very
similar value suggested by Allen and Seyfried (2004). They created a computational
model in order to understand the fluid evolution in Lost City hydrothermal field and
concluded as w/r in Lost City should be > 10. However, a more recent study by
Seyfried et al. (2015) calculated w/r of 5 for Lost City system. This value can be
reached by eliminating the outlier from the dataset reported by Friih-Green et al.
(2018). Since Li concentrations of peridotites on top of Lost City field do not exhibit
uniform or normal distribution, 8.73 ppm turns out to be an outlier in the given
dataset. If a new average is calculated as 1.34 ppm by excluding the outlier, w/r ratio
for Lost City becomes 4.96, which is very close to what Seyfried et al. (2015) was
reported. Additionally, Li content for mantle is reported in different studies as
approximately 1.6 ppm (McDonough and Sun, 1995; Ottolini et al., 2004). By
considering mantle Li concentration, w/r ratio for Lost City might also be calculated
very close to all these values as well. Also, Foustoukos et al. (2008) calculated wi/r
ratio of Lost City in between 2 and 4 by using Sr concentration and its isotopes. This
is smaller than what is calculated by using Li concentrations however applying 70%
extraction efficiency put w/r (i.e. 3.5) into this interval as also stated in Seyfried et
al. (2015). Further, Rainbow has an average Li concentration of 6.7 ppm in
serpentinites dredged on top of Rainbow vent field according to results by Andreani

et al. (2014). Additionally, by considering Li concentration in mantle (McDonough
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and Sun, 1995; Ottolini et al., 2004) and %70 of extraction efficiency, w/r ratio for
Rainbow might be calculated in a range between 0.42 and 1.74. However, calculation
of w/r in Rainbow by considering only peridotites may not reflect absolute values
since interaction with gabbroic bodies in addition to peridotites are indicated by other
geochemical tracers as well (e.g. endmember Si concentrations). Therefore, it is hard

to make a direct calculation for Rainbow w/r ratio.

Water/rock ratios are important to understand general feature of reaction dynamics
in the subsurface. For example, low w/r ratios state that reaction happens between
high volume of rock and relatively low volume of water. This means that reacting
rock has not been subjected to intense alteration before the hydrothermal activity
(Von Damm et al., 1985). On the other hand, it might be concluded that a small
amount of rock reacts with relatively large volumes of water in large w/r ratios,
which means the reacting rock has already been subjected to intense alteration and
some mobile elements like Li have already been leached (Von Damm et al., 1985).
Therefore, low w/r ratio calculated for Broken Spur hydrothermal vent field might
indicate that water/rock reactions during the hydrothermal circulation in Broken
Spur happen in between relatively fresh basalts and water. This finding is consistent
with the inference based on K/Na ratio. However, it is not the case for Lost City since
its w/r is very high. Also, it is hard to make an ultimate conclusion for Rainbow
system by using w/r ratio but still considering only peridotites for the simplicity gives
relatively low w/r ratios when compared to Lost City. Additionally, Rainbow fluids
contain relatively larger amount of Li concentrations when compared to Logatchev
hydrothermal vent field, which is in same character with Rainbow according to
classification by Kelley and Shank (2010). Augustin et al. (2012) indicated that
water/rock reactions in Logatchev occur under variable wi/r ratios therefore a
relatively large interval seen in Rainbow even considering only peridotites might

imply that a similar case seen in Logatchev might be applicable for Rainbow as well.
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414 Effects of Fluid/Rock Reactions on Metal Mobility and H2S

Composition

Except Fe and Mn, endmember concentration of transition metals could not be
calculated for Rainbow and Broken Spur fluids. Sample recovery generally takes
variables hours in vent fluid studies, therefore initial temperature of samples cools
down to background ocean temperature (see Findlay et al., 2015). Most of the
transition metals are sensitive to sharp temperature decreases during sample recovery
therefore they might precipitate inside the samplers (e.g. Seewald et al., 2015;
McDermott et al., 2018; Seewald et al., 2019). For example, Trefry et al. (1994)
showed that in their collected hydrothermal samples, variable amounts of Zn, Cd, Pb
(up to 20%), Cu (up to 50%) and Co (up to 5%) precipitated in the major samplers.
Therefore, it is hard to obtain true dissolved fraction of such metals present in
hydrothermal fluids. However, Fe and Mn do not follow this trend and none or
insignificant proportions of these species are precipitated in the major samplers. For
example, Yucel et al. (2011) calculated that less than 2% of FeS» fraction comes
from cooling-induced precipitation in the major samplers. Additionally, pressure
release during the sample recovery might result in dissolution of precipitated metal
sulfides however effect of pressure might not balance the loss from cooling since
temperature has much more substantial effects on solubility of these phases when
compared to effects of pressure (Reed and Palandri, 2006).

Calculated endmember Fe and Mn concentrations showed that Rainbow has one of
the highest Fe and Mn containing fluids among other hydrothermal systems while
Broken Spur Fe and Mn concentrations are well within the range seen in other basalt
hosted systems (Figure 4.4K-l). However, Lost City fluids are metal-free in
character under the control of low temperature serpentinization reactions since all
concentrations regarding transition metals in Lost City fluids are below limit of
detection as also reported in previous studies (Allen and Seyfried, 2004; Charlou et
al., 2010). Different geochemical parameters affect overall metal concentrations in

hydrothermal vent fluids including pH, temperature, as well as dissolved sulfide and
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chloride concentrations (Janecky and Seyfried, 1984; Von Damm et al., 1985;
Seyfried and Ding, 1993, 1995). For example, Seyfried and Ding (1993) showed that
it is possible to have substantial increases in Fe (159%) concentration by lowering
pH only from 5 to 4.8. This is consistent with our dataset and Figure 4.6 indicates
that there is an increasing trend in dissolved iron concentration with decreasing pH
in both Rainbow and Broken Spur vent fluids. Additionally, the minimum pH (e.g.
3.04-3.10) in samples containing low Mg concentrations in Rainbow fluids are
consistent with the pH range reported by Seyfried et al. (2011). Accordingly, low pH
character of Rainbow fluids might have some contributions in generating very high
concentration of Fe in Rainbow fluids (Douville et al., 2002). Janecky and Seyfried
(1986) showed that low pH conditions can be sustained as a result of serpentinization
reactions. H* is produced during Mg precipitation as serpentine group minerals as a
result of hydration of olivine and pyroxene in peridotites. Fe content might increase
since extra H* could trigger further magnetite (FezOa4) dissolution, which is one of

the main products of serpentinization (Janecky and Seyfried, 1986).
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Figure 4.6. Negative correlation between pH and endmember Fe concentrations for
both Rainbow (left y-axis) and Broken Spur (right y-axis) hydrothermal fluids. R-
squared and p-value for Rainbow are calculated as 0.98 and <0.0001, respectively

while R-squared is 0.64 and p-value is 0.0055 for Broken Spur fluids

84



Additionally, high CI concentrations leads to increase metal content in the solutions
since most of the metals are transported as chloro-complexes in the fluids (e.g. FeCl,,
ZnCl,, CoCls* etc) (Ding and Seyfried, 1992; Seyfried and Ding, 1993; Von Damm,
1990; Trefry et al., 1994; German and Von Damm, 2003). Our data demonstrates
that very large endmember Cl concentrations calculated for Rainbow fluids result in
formation of very high dissolved Fe and Mn concentrations in hydrothermal vent
fluids (Table 3.3). As an example, a similar case was reported by Von Damm and
Bischoff (1987) for Southern Juan de Fuca Ridge vents, which contain very high ClI
concentrations up to 1090 mmol/kg with one of the highest Fe (18.7 mmol/kg)
observed in hydrothermal vent fluids. On the other hand, since Cl tends to partition
into brine phase after the phase separation, vapor phases is depleted in the case of ClI
content. Therefore, subcritical phase separation-controlled vapor-rich fluids lead
Broken Spur to have much lower endmember Fe concentrations (571-894 umol/kg)
in its fluids. Also, cross comparison in individual Broken Spur vents, Spire, Dragon
and Chandelier, exhibit a consistent trend supporting increasing Cl content with
increasing dissolved Fe concentrations (see Table 3.3 and Table 3.5). Another factor
controlling Fe depletion in Broken Spur might be related with dissolved H»S
concentration in the fluids. Broken Spur fluids contain high amount of endmember
hydrogen sulfide (5.72- 6.56 mM) while measurements showed that it was all below
the limit of detection for Rainbow and Lost City hydrothermal fluids. Previous
studies reported endmember H>S concentrations as around 8.5- 11 mM for Broken
Spur (see Charlou et al., 2010), 1.2 mM and 2.9 mM for Rainbow (Douville et al.,
2002; Seyfried et al., 2011), and 0.25-2.9 mmol/kg for Lost City (Lang et al., 2012).
The endmember H>S concentrations for Broken Spur should be considered as
minimum values, but still it has relatively comparable amount of H,S with respect to
other hydrothermal vent fields (Figure 4.4L). Therefore, considering both previously
reported data for Rainbow and endmember calculations for Broken Spur fluids, these
two fields can be classified as high Fe:H2S and low Fe:H2S settings, respectively.
Low sulfide bearing fluids of Rainbow might be due to its brine rich character since

H>S mostly partitions into vapor phase after the phase separation. Since most of the
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metals (e.g., Fe, Cu, Zn, Cd) likely to form minerals with sulfide species, high
concentration of H2S in Broken Spur prone to deplete some of the Fe content as a
result of precipitation in the subseafloor. In that regard, pH of fluids provides indirect
evidence to understand the dynamics of iron sulfide precipitation in the subsurface.
German and Seyfried (2014) indicated that if hydrothermal fluid pH is lower than
3.3+0.5, it might indicate metal sulfide precipitation occurring in the subsurface.
Considering the minimum measured pH values is in 3.01-3.47 range, it is expected
to lower Fe and H>S concentration with metal-sulfide precipitation (e.g. FeSo,
CuFeS; etc.) in Broken Spur fluids. Additionally, relatively low degree of correlation
seen in Fe endmember plots in Broken Spur fluids when compared to Rainbow is
consistent with subseafloor precipitation since precipitation disrupts conservative
nature of elements, hence degree of correlation with Mg in endmember plots (Figure
3.2). Therefore, it can be concluded that interplay of high sulfide and low CI content
of Broken Spur fluids are consistent with relatively low dissolved Fe concentrations
observed in the field. Furthermore, temperature is another key geochemical
component that control solubility of phases in the subsurface. Seewald and Seyfried
(1990) showed that Cu is very sensitive to temperature changes, followed by Fe, Zn
and Mn regarding their temperature dependent reaction kinetics. For example,
previous works demonstrate that CuFeS; (chalcopyrite) is one of the most common
Cu minerals seen in hydrothermal vent environments and it precipitates easily at
temperatures lower than 300-350 °C while solubility of ZnS (sphalerite) is less
sensitive to temperature decrease and it might not precipitate until temperature
reaches 200-250 °C (Janecky and Seyfried, 1984; Seyfried and Ding, 1995; Seyfried
et al., 2011). Therefore, hydrothermal fluids lose their Cu and Fe content as
temperature decreases in the up-flow zone prior to Zn and Mn. In that case, Fe/Mn
ratios of the fluids from Rainbow and Broken Spur demonstrate that the ratio
increases with increasing vent fluid temperature (Table 3.4). This relationship
supports the idea that temperature controls the solubility of Fe and Mn and as the
temperature decreases, hydrothermal fluids loss their Fe content much easily than

Mn due to precipitation of Fe in the subsurface. As different studies, including this
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one, showed that cooling of hydrothermal fluids after releasing from very high
temperature reaction zone is a common phenomenon, therefore, substantial amount
of transition metals is expected to precipitate under Broken Spur and Rainbow
hydrothermal fields as hydrothermal vent deposits (e.g. Metz and Trefry, 2000;
Gallant and Von Damm, 2006, Tivey, 2007).

Furthermore, Fe/Mn ratio is used as a geothermometer in vent fluid studies to
estimate subsurface reaction temperature that controls Fe and Mn solubility (e.g.
Pester et al., 2012; McDermott et al., 2018). This method developed experimentally
by Pester et al. (2011) for basalt hosted hydrothermal systems up to 450 °C. Since
inferred subsurface temperatures for Broken Spur (400-405 °C) and Rainbow (420
°C) by using Cl concentrations are within the calibration range of Fe/Mn
geothermometer, subsurface reaction conditions might also be checked accordingly

by using the Equation 1:
T (°C) =331.24+112.41*log [Fe/Mn] (Equation 1)

Fe/Mn ratio for Broken Spur (1.78-2.86) gives a temperature range as 359-382 °C.
Although this range is higher than the measured temperature in the orifice, it is well
below the inferred temperature by phase separation. This is consistent with the idea
supporting subseafloor precipitation of these metals due to cooling, and therefore
depletion of Fe in the fluids. On the other hand, by using Fe/Mn ratio for Rainbow
(12.71-12.87), subseafloor temperature condition is calculated as ~455 °C. This is a
higher value when compared to temperature indicated by phase relation calculation
with CI concentration. There might be different reasons for this discrepancy; (1) the
inferred temperature by geothermometer is slightly beyond the calibration range of
the method although prediction range of Equation 1 is +10 °C, and (2) this method
is developed for basalt hosted systems however reactions in Rainbow are sustained

with peridotite and gabbro as the other geochemical indicator stated as well.

87



4.2  Spatial and Temporal Variations of Broken Spur, Rainbow and Lost
City Fluids

Different studies indicated that Mid-Atlantic Ridge hydrothermal vents exhibit both
spatial and temporal stability over short to medium timescales (Charlou et al., 2010;
Kelley and Shank et al., 2010; Koschinsky et al., 2020). Based on the sampling
efforts in vent fields at MAR, there are vent fluid geochemistry records over time for
different vent fluids. For example, samples were taken between 1993 and 2013 for
Logatchev-1, 1997 and 2010 for Menez Gwen, 1986 and 1998 for TAG, 1996 and
2016 for Lucky Strike, 1997 and 2008 for Rainbow and 2000 and 2008 for Lost City
vent fields (see Koschinsky et al., 2020). On the other hand, there are scarcities in
data for some vent fields as well such as Broken Spur since it was sampled only once
in 1993 (James et al., 1995). In this study with the new dataset, we are now able to
to understand 25 years of variation in Broken Spur. Also, sampling periods for
Rainbow and Lost City were widened to 21 years and 18 years, respectively (Kelley
et al., 2001; Douville et al., 2002; Seyfried et al., 2011; Seyfried et al., 2015; this
study).

For Rainbow, Figure 4.7B indicates that all datasets from 1997, 2008 and 2018 are
consistent with each other therefore Rainbow fluids show high temporal stability
through 21 years of time span. A similar case is present also for Lost City fluids. All
non-volatile dissolved species reported in between 2000 and 2018 indicate that Lost
City fluids do not represents dramatic changes over time (Figure 4.7C). There seem
some variations in SO4 and Li concentrations in different years however they are
more likely spatial variations rather than representing a temporal change (see
Charlou et al., 2010 and Seyfried et al., 2015). The medium-term stability seen in
both Rainbow and Lost City fields indicates no major change in physico-chemical
conditions and heat supply have occurred in the reaction zone hence continuous
serpentinization has been taking place over time for both fields. On the other hand,
there are significant compositional transition in Broken Spur in 25 years between

1993 and 2018 as shown in the Figure 4.7A. That is, a net decrease in concentrations
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of most of the non-volatile dissolved species including Cl, Br, Li, Na, K, Fe and HzS
is present in Broken Spur fluids over time. Both 1993 and 2018 datasets represent
emitting vapor phase fluids therefore both of their CI concentration are well below
seawater Cl value (e.g. 546 mmol/kg). Considering logarithmical relationship
between chlorinity and pressure/temperature conditions in phase separation (Figure
4.2), it is expected to obtain this CI variation without having a dramatic change in
subsurface reaction conditions. For example, average Cl concentration of Broken
Spur vents is 382 mmol/kg in 2018 and it represent 2.25 % wt NaCl. However, CI
concentration was reported as 469 mmol/kg in 1993 and the chlorinity is calculated
as 2.75 % wt NaCl. In that regard, by using the two-phase relation (Bischoff and
Pitzer, 1989), 2018 and 1993 datasets represent very similar subsurface conditions
as 400 °C, 285 bars and 405 °C, 290 bars, respectively. Also, it is possible to explain
net decrease in concentration of other ions by considering their strong relationship
with Cl concentration (Figure 4.7A). On the other hand, it is hard to explain the sharp
decrease in dissolved Fe concentration in 25 years (Figure 4.7A). It is unexpected to
have such a sharp concentration decrease without changing physico-chemical
conditions in the reaction zone but the CI data represents no such major change as
indicated. However, our dataset for Broken Spur represents an extensive Si
precipitation in the subsurface considering the lowest calculated endmember Si
concentration of Broken Spur among other basalt hosted systems in MAR (Charlou
et al., 2010). Therefore, we are proposing that some fraction of Fe might be
incorporated in silicate minerals with conductive cooling in the up-flow zone over
time. Additionally, medium to low linear correlation seen in Fe and Si endmember
plots supports that Fe might be precipitating in the subsurface together with Si.
Solubility of iron and quartz are highly dependent on temperature hence if ~100 °C
conductive cooling in Broken Spur is considered, it is expected to have deposition
of Si in the subsurface during fluid rise to seafloor by conductive cooling (Gallant
and Von Damm, 2006). Additionally, no dissolved Si data was reported by James et
al. (1993) hence further comparison cannot be conducted regarding Si composition

in each year.
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Figure 4.7. Temporal variations of Broken Spur (A), Rainbow (B) and Lost City (C)
hydrothermal fields. Y-axes representing concentrations in mmol/kg and
temperature in °C. Values have been multiplied as noted on the plot to have a plotting
with a single y-axis. (Broken Spur: James et al. (1995); Rainbow: Douville et al.
(2002); Seyfried et al. (2011); Lost City: Kelley et al. (2001); Seyfried et al. (2015))
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Figure 4.8. (continued)

However, vent fluid temperature data also shows that there is a decrease in exit
temperature of fluids from the orifice (as much as 50 °C) in between 1993 and 2018
(Figure 4.7A), which is supporting the idea of extensive cooling through time and
likely subsurface Si precipitation with Fe with cooling. Moreover, chalcophile
character allows Fe to precipitate with sulfur in the subsurface and there is a net
decrease in HxS concentration over time as indicated in Figure 4.7A. However, as
discussed earlier, it is hard to estimate the exact fraction joining Fe-S precipitation
since measuring less H2S might be a sampling artifact by considering the non-gas
tight character of major samplers. However, still low pH of fluids in Broken Spur
states that there occurs Fe-sulfide precipitation in the subsurface hence it is expected
that some fraction of dissolved iron might be lowered with existing dissolved H2S
concentration considering decreasing sulfide trend over time. The further
comparison cannot be conducted to understand the sulfide precipitation dynamics in
comparison with 1993 since no pH data was reported previously (James et al., 1993).
Also, there are some records in vent fluid geochemistry literature for describing
sharp fluctuations in Fe, Cl and H2S concentrations over time in East Pacific Rise
(EPR) (e.g. Von Damm, 2000; Yucel and Luther, 2013, Yucel et al. in prep.).
Geologically, EPR is a very active system therefore magmatic eruption cycle of EPR
is very short unlike MAR. In other words, the first documented eruption happened
in EPR 9°50” N in 1991/ 1992 (Haymon et al., 1993; Rubin et al., 1994) and just
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within ~15 years in late 2005 second eruption was detected (Tolstoy et al., 2006).
Researchers including Von Damm (2000, 2004), Yucel and Luther (2013) stated that
eruption events directly affect the chemical composition of the vent fluids and result
in high concentration of H>S and low concentration of Cl and Fe just after the
eruption but increasing dissolved Fe with Cl and decreasing H2S in time. Therefore,
considering the location of Broken Spur on the spreading axis, a similar framework
might be drawn to explain variations in Fe, Cl and H.S concentration in Broken Spur
fluids over time since the geochemical state of these species looks to represent an
eruption stage. However, there are no signs (e.g. fresh pillow basalt outcrops etc.)
regarding a recent eruption happened in Broken Spur field, therefore, this possibility

cannot be accounted.

Furthermore, examining spatial variations of vent fields are important in order to
estimate general flow path in the subsurface and state of the fluid source. Individual
vents of Rainbow, Fumeur Tres Dense, Fumeur Nouveau and Magali, shows very
similar geochemical compositions with each other (Figure 4.8C). The consistency
between spatially distributed vent fluids is an important signature for the idea
covering Rainbow fluids are fed by a single deep source as stated also in previous
studies (Charlou et al., 2002; Seyfried et al., 2011). Also, Cl normalized values are
almost same for all non-volatile dissolved species (Figure 4.8D), which also supports
the single deep source idea for Rainbow (Gallant and Von Damm, 2006). However,
it seems there are some variations for non-volatile dissolved species among
individual Broken Spur vents, Spire, Dragon and Chandelier (Figure 4.8A). As stated
in the previous sections, Cl is the dominant ion in hydrothermal vent fluids and
behavior of other ions are highly tight to Cl. It is consistent with the trend in Figure
4.8A that increasing Cl with increasing concentration of other non-volatile dissolved
species among individual vents. Therefore, solely examining differences in absolute
endmember concentrations might not give correct explanation for state of deep fluid
source for Broken Spur case. Accordingly, Cl normalize values exhibit very similar
values among each vent (Figure 4.8B) in Broken Spur fluids, hence we suggest that

Broken Spur fluids are fed by single deep source in the subsurface as well.
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Additionally, a recent study by Chavagnac et al. (2018) can be used as a supporting
remark on explaining differences in dissolved concentrations of chemical species
among individual vents in the same field to show how such a situation does not rule
out the possibility of sharing same source in the subsurface. Chavagnac et al. (2018)
showed that Capelinhos vent fluids in Lucky Strike hydrothermal field has very
different geochemical characteristics (e.g. Cl: 262.3 mM) when compared to other
vents in Lucky Strike (e.g. Cl: 415-574 mM), however still they share a common
fluid source in the subsurface.

4.3  Factors Controlling the Near-Field Export of Vent Products in the

Rainbow and Broken Spur Rising Plumes

It is also important to understand how endmember fluid compositions evolve as
hydrothermal fluids rise in the deep-water column and mix with ambient seawater
after emitting from the vent orifice since some of the chemicals (e.g. Fe, Mn etc.)
released from hydrothermal vents might have substantial implications on global
ocean biogeochemistry (Resing et al., 2015; Fitzsimmons et al., 2017; Ardyna et al.,
2019). Additionally, since the redox gradient is intense between highly reducing
hydrothermal vent plume and oxidizing bottom seawater, examining plume
geochemistry may provide opportunities to further study on some special
geochemical reactions in hydrothermal plumes as well. For example, recent
advancements show that naturally occurring nanoparticles are an important part of
vent fluid geochemistry, and they might be responsible for near-field transport of
previously unexpected fraction of hydrothermal chemicals in the deep ocean (Yucel
et al., 2011; Findlay et al., 2015; Findlay et al., 2019). To this end, Rainbow and
Broken Spur vent fields provide insights into not only on understanding how much
dissolved chemical species are sustained in different vent settings but also how
different geochemistry may affect compositional evolution of vent (nano)particles

from the subseafloor throughout the rising plume.
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It was already showed in the previous sections that Broken Spur has fluids rich in
> H»S and comparable amount of Fe, which creates low Fe:H>S dynamics. On the
other hand, Rainbow controlling by high temperature serpentinization reactions

produces fluids with much higher Fe:H.S ratios.
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Figure 4.9. Nanoparticle iron (cFe-N) profiles for Magali (A), Fumeur Nouveau (B)
and Fumeur Tres Dense (C) plumes in Rainbow and Spire (D), Chandelier (E) and

Dragon (F) plumes in Broken Spur (regenerated from Yucel et al. (2021))

It is also important to notice that relatively high concentration of other transition
metals such as Cu and Zn (e.g. Cu & Zn: ~260 uM) observed in Rainbow fluids
(Seyfried et al., 2011) might have important implications on sulfide dynamics in
Rainbow since they tend to precipitate with sulfide species with decreasing
temperature and remove comparable amount of sulfide from the Rainbow fluids
(Findlay et al., 2015). Therefore, interplay of these species determines the ultimate
fate of (nano)particles in Rainbow and Broken Spur fluids. Yucel et al. (2021)

conducted up-to-date nanoparticle iron (cFe-N) measurements and presented iron
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size fractionation data for Rainbow and Broken Spur vent fields (Figure 4.9). It is
obvious that the distinct geochemical systematics observed in both vent fields have
substantial implications on quantitative production of cFe-N. For example, Yucel et
al. (2021) indicated that one of the main reasons behind much higher concentration
of cFe-N just next to the orifice and throughout the rising plume in Rainbow vents
when compared to Broken Spur might be that Rainbow fluids have much higher
endmember Fe concentration (24- 26.5 mM) relative to Broken Spur (570- 900 uM).
Additionally, this quantitative shift also results in sustaining much more cFe-N in
the upper parts of the buoyant plume in Rainbow fluids relative to Broken Spur rising
plumes (Yucel et al., 2021). For example, they were measured 1.23 uM, 1.64 uM
and 0.2 uM of cFe-N at coolest hydrothermal fluid samples from the Magali, Fumeur
Nouveau and, Fumeur Tres Dense orifices, respectively. On the other hand, it was
only 0.1 pM at five meters from Spire orifice, 0.67 uM at 3 meters from Chandelier
orifice, and even there is a sharper decrease in Dragon, where cFe-N was measured
0.62 at 1.5 m from the orifice (Yucel et al., 2021). It seems, therefore, although
Rainbow fluids creates much more cFe-N at the immediate exist from the orifice, a
higher fraction of cFe-N pool is being lost in the rising Rainbow plumes while cFe-

N in Broken Spur fluids seems more conservative during the fluids ascend.

In that respect, in order to understand the plume dilution and evolution mechanisms
that controls geochemical shift observed in Yucel et al. (2021) for Rainbow and
Broken Spur rising plumes, intercorrelations of Fe, Si, Mn, Li, Ca, K and Al were
examined for each vent fluids. Additionally, since Mg exhibits a conservative
behavior during mixing of endmember hydrothermal fluids with seawater, we
preferred to use Mg as a mixing tracer (Figure 4.12 and Figure 4.13). Seawater is
rich in Mg while hydrothermal fluid endmembers have near zero Mg concentrations
due to reactions of fluids with basalt, gabbro and peridotite at high temperatures and
low water/rock ratios (Bischoff and Dickson, 1975; Moitl and Holland, 1978;
Seyfried and Bischoff, 1981; Janecky and Seyfried, 1986; Seyfried et al., 2007).
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Figure 4.10. Relationship between measured concentration of Fe, Ca, Si, K, Li, Al
and Mn in Rainbow hydrothermal plume (Green: Magali; Blue: Fumeur Tres Dense;
Orange: Fumeur Nouveau; Triangle: Fe; Circle: Si; Square: Mn)
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Figure 4.11. Relationship between measured concentration of Fe, Ca, Si, K, Li, Al
and Mn in Broken Spur hydrothermal plume (Green: Dragon; Blue: Spire; Orange:
Chandelier; Triangle: Fe; Circle: Si; Square: Mn)
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Therefore, a mixing line is created between the average endmember fluid
compositions of corresponding vent fluid and background seawater composition
(e.g. McDermott et al., 2020). Comparison with the mixing line indicates removal
and/or enrichment of corresponding element in the fluid.

Table 4.1 Correlation matrix representing R? values for some non-volatile dissolved
species in Rainbow and Broken Spur hydrothermal plumes (FTD: Fumeur Tres

Dense and FN: Fumeur Nouveau)

FTD Li K Ca Fe Mn Si Al
Li 1.00 0.75 0.99 0.97 0.98 0.98 0.70
K 1.00 0.84 0.65 0.67 0.65 0.39
Ca 1.00 0.93 0.95 0.95 0.65
Fe 1.00 0.94 0.93 0.63
Mn 1.00 1.00 0.77
Si 1.00 0.81
Al 1.00

FN Li K Ca Fe Mn Si Al
Li 1.00 0.97 1.00 1.00 0.97 0.88 0.15
K 1.00 0.98 0.95 0.96 0.86 0.07
Ca 1.00 0.99 0.98 0.89 0.12
Fe 1.00 0.97 0.90 0.18
Mn 1.00 0.96 0.13
Si 1.00 0.15
Al 1.00

Magali Li K Ca Fe Mn Si Al
Li 1.00 0.95 1.00 0.87 0.85 0.87 0.14
K 1.00 0.97 0.68 0.67 0.70 0.07
Ca 1.00 0.82 0.80 0.82 0.13
Fe 1.00 1.00 0.98 0.26
Mn 1.00 0.98 0.27
Si 1.00 0.16
Al 1.00
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Table 4.1 (continued)

Spire Li K Ca Fe Mn Si Al
Li 1.00 0.88 0.17 0.99 1.00 1.00 0.52
K 1.00 0.49 0.81 0.86 0.88 0.83
Ca 1.00 0.11 0.15 0.17 0.81
Fe 1.00 0.99 0.98 0.46
Mn 1.00 1.00 0.50
Si 1.00 0.53
Al 1.00

Dragon Li K Ca Fe Mn Si Al
Li 1.00 0.85 0.40 0.54 0.92 0.77 0.92
K 1.00 0.78 0.17 0.60 0.99 0.99
Ca 1.00 0.00 0.15 0.86 0.69
Fe 1.00 0.80 0.10 0.26
Mn 1.00 0.50 0.70
Si 1.00 0.96
Al 1.00

Chandelier Li K Ca Fe Mn Si Al
Li 1.00 0.98 0.47 0.98 0.98 1.00 0.62
K 1.00 0.43 0.94 0.93 0.99 0.54
Ca 1.00 0.40 0.43 0.41 0.94
Fe 1.00 1.00 0.98 0.58
Mn 1.00 0.97 0.61
Si 1.00 0.56
Al 1.00

Dissolved Fe in Rainbow and Broken Spur fluids exhibits strong positive correlation
with Si and Mn (Figure 4.10 and Figure 4.11) except for Dragon fluids. These strong
correlations show that Si is an important actor in iron and manganese geochemistry
both in Rainbow and Broken Spur fluids and therefore its geochemical tendency in
the plume might resemble to Fe and Mn. Moreover, Figure 12-13 indicates that there
is a prominent removal trend nearly for all dissolved species measured from all vents
as their fluids mix with ambient seawater. The intense positive correlation between
Si and Fe and similar removal trend they both exhibits might be a good evidence

supporting Fe and Si possibly precipitate together in the rising plume. Findlay et al.

100



(2015) indicated that a good amount of Fe (in mM level) would stay in the buoyant
plume and might precipitate in, and/or be adsorbed by silicate forms. Additionally,
different studies have shown that Si-containing particles are present in hydrothermal
vent plumes such as amorphous silica and kaolinite (Feely et al., 1990; Gartman et
al. 2014), however, silicate phases are not restricted to only these forms, and Fe
containing silicate (nano)particles such as Fe-rich micas, talc and lizardite have been
suggested as an important fraction of the plume geochemistry as well (Gartman et
al., 2014, Estes et al., 2018; Luther et al., 2020). Similar strong correlations can be
seen for different cations in Rainbow and Broken Spur hydrothermal plumes in
addition to Si, Mn, and Fe (Figure 4.10 and Figure 4.11). The similar behavior they
exhibit altogether supports the idea that a very special set of geochemical reaction,
known as reverse weathering, might be responsible for depletion of these species and
formation of silicate (nano)particles in the plume. Reverse weathering is defined as
authigenic clay formation where metal precipitation in silicate phases occur as a
result of reactions between silica and dissolved cations (Reaction 4) (Rahman et al.,
2019). Reverse weathering has been mostly studied under the concepts of sediment
biogeochemistry however recent advancements put reverse weathering into
hydrothermal vent research framework as well (Estes et al., 2018; Luther et al.,
2020). Different reverse weathering reactions and their resultant authigenic minerals
including Greenalite (Fe-silicate), Minnesotaite (Fe-silicate), Berthierine (Fe-
silicate), Glauconite (K, Fe-silicate), Saponite (Ca, Fe-silicate), Corrensite (Ca, K,
Fe- silicate) have been proposed previously based on the studies conducted in
sedimentary environments (Isson and Planavsky, 2018). Although removal trend of
some dissolved cations especially in Rainbow plume along with dissolved Fe and Si
is consistent with reverse weathering minerals, further integrative works are required
to prove the existence of these minerals in hydrothermal vent plumes. Additionally,
unlike most of the cations, Al exhibits no or variable degree of correlation with Fe
and Si. Endmember Al concentrations cannot be calculated and formation of Al-
bearing silicate minerals in the subsurface might destruct the relationship in the

plume. Also, it is not easy to understand the ultimate process in Broken Spur plume
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considering the complex character of its removal trends. Therefore, we state that
reverse weathering might be an important process in order to generate silicate

(nano)particles especially in Rainbow plume and possibly in Broken Spur plume.

(Dissolved silica) + (degraded/ cation-poor aluminosilicates) + (dissolved Fe and/or
Al) + (organic C) + (dissolved cations) + (HCOz3") = cation- rich authigenic clay +
CO2 + H0 (Reaction 4)

Further, oxidation rate of iron in hydrothermal plumes in deep Atlantic waters is very
high compared to other basins (e.g. oxidation half-lives of iron are ~17 minutes and
~27 minutes for Rainbow and TAG plumes at MAR, respectively) (Field and Sharel,
2000; Gartman and Findlay, 2020). Different studies already indicated that oxidation
products of dissolved iron (Fe-Ox) are important actors of the plume geochemistry
since they form a considerable fraction of the Fe pool and act as strong scavengers
for different elements (Mottl and McConachy, 1990; Rudnicki and Elderfield, 1993,
Field and Sharel, 2000; Feely et al., 1996; Breier et al., 2012; Fitzsimmons et al.,
2017; Waeles et al., 2017; Hoffman et al., 2018). Therefore, in addition to Fe-Si
forms, Fe-Ox might be responsible for sustaining an important amount of dissolved
iron in the rising plume as well. Additionally, Mn assumed to exhibit a conservative
behavior during the plume development since its oxidation rate is very slow and it
does not tend to precipitate in sulfide phases (Feely et al., 1994b; Breier et al., 2012;
Resing et al., 2015). However, our data demonstrates that Rainbow and Broken Spur
fluids show Mn depletions with respect to Mg (Figure 4.12 and Figure 4.13). In
Rainbow fluids, Findlay et al. (2015) observed similar Mn removal trend within the
first 1-meter from vent orifice. It is already showed that Mn removal rate can differ
basin to basin and different processes such as microbial oxidation of Mn and
scavenging of Mn with particles like Fe-Ox might responsible in Mn removal in the
plume (Campbell et al., 1988; Cowen et al., 1990; Dick and Tebo, 2010; Dick et al.,
2013). Additionally, Findlay et al. (2015) indicated that Rainbow has much more
particulate Mn when compared to other low Fe:H>S vent fluids (e.g. TAG), and since
Mn oxidation is not expected within the first couple of meters from the orifice, major

portion of particulate Mn might come from incorporation of Mn into silicate phases
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and/or scavenging of Mn by other particles. Strong positive correlation between Mn
and Si at Figure 4.10 and similar removal trend they both show at Figure 4.12 might
support the idea that Mn and Si are closely related with each other in the rising plume.
As aresult, relatively higher Mn removal trend starting at shallower heights from the
orifice in Rainbow fluids might indicate that oxides and silicates might have pivotal
roles in compositional evolution of Rainbow plumes when compared to Broken
Spur, where Mn removal is relatively more conservative (Figure 4.11 and 4.13).
Moreover, different studies indicated sulfide species with the presence of high
concentration of sulfide (i.e. low Fe:H.S) observing in the vent plumes are
responsible in partitioning of Fe into mainly sulfide forms and formation of an
important fraction of dissolved iron as Fe-sulfide precipitates in vent fluids (Mottl
and McConachy, 1990; Field and Sherrell, 2000). Main controlling mechanism on
the formation of Fe bearing sulfide (nano)particles is attributed to Fe:H5S ratio of the
vent fluids (Field and Sherrell, 2000). For example, German et al. (2002) calculated
that precipitation of iron with sulfides encompasses 80-90% of dissolved iron
removal in low Fe:H>S 13°N EPR fluids while formation of Fe-Ox particles is
responsible for 10-20% of dissolved iron removal. However, Edmonds and German
(2004) indicated that high Fe:H>S character of Rainbow fluids causes only 4% of
total Fe precipitate as sulfide minerals. A more recent study conducted by Waeles et
al. (2017) showed that relatively smaller fraction of hydrothermal Fe (<10%) is
precipitated as sulfide minerals, and Fe oxidation is a major process in removal of
hydrothermal iron in vent systems. Nevertheless, different studies agree that Fe-
sulfide and Fe-Ox phases are important parts of the plume geochemistry in varying
proportions depending on the setting.

As a result, we suggest that Fe-Si and Fe-Ox (nano)particle forms might become an
important part of the colloidal pool during the fluid rise for both vent fields.
However, still an important fraction of sulfide in Broken Spur might have a primary

control on compositional evolution of (nano)particles in the rising plume.
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Figure 4.12. Removal plots for Rainbow hydrothermal plume. For each species, the

range in extrapolated zero-Mg high temperature endmember composition is shown

with the red bar, and the average is shown with a black line projected from seawater

composition. Species that exhibit conservative behavior during mixing plot on the

line while species that behave non-conservatively plot above or below the line
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Figure 4.13. Removal plots for Broken Spur plume. For each species, the range in
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composition. Species that exhibit conservative behavior during mixing plot on the

line while species that behave non-conservatively plot above or below the line
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We also suggest that Rainbow fluids has much more dynamic environment in the
case of cFe-N formation as a result of silicates and oxides forming in the plume while
immediate formation and domination of sulfide forms in Broken Spur fluids creates
more stable environment for cFe-N. Therefore, a dynamical colloidal pool existing
in Rainbow might responsible on creating the shift between observation of very high
concentration of cFe-N in the orifice but removal of very large fraction up in the
buoyant plume (Figure 4.9). Additionally, metal silicate phases are thought to be not
extractable with HCI and HNOs treatments (Huerta-Diaz and Morse, 1992), therefore
quantitative understanding of cFe-N silicate pool in the rising plume is needed in

future studies.

Furthermore, Rainbow vent field is fed by a single deep source in the subsurface as
stated in the previous sections. Therefore, comparison of (hano)particle production
potential of individual vents in Rainbow will provide valuable information on
understanding the main driving factors controlling the formation of these particles.
In other words, having similar endmember Fe concentrations and feeding by a single
deep source make Rainbow field a perfect analog system to understand contributions
of subsurface in comparison with plume processes to examine the formation
dynamics of cFe-N. For example, Fumeur Tres Dense and Magali fluids have
comparable amounts of cFe-N at immediate exist from the orifice (Figure 4.9),
however, it is observed that Fumeur Tres Dense fluids have more intense cFe-N
removal as opposed to Magali. Relatively sharper removal of Fe, Mn, Si and cations
from Fumeur Tres Dense fluids show that removal rate of cFe-N by creating larger
particles in Fumeur Tres Dense is more prominent while Magali fluids have
relatively gradual removal trend during fluid mixing (Figure 4.10). This indicates
that although starting with a similar concentration of cFe-N, plume processes might
create substantial implications on evolution of nanoparticles throughout the plume
rising. On the other hand, Fumeur Nouveau seems producing lower concentrations
of cFe-N at the orifice relative to other vents in Rainbow field although all three
vents are connected in the subsurface. Interestingly, seawater mixing plots of Fumeur

Nouveau shows relatively higher conservative behavior unlike Fumeur Tres Dense
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and Magali fluids (Figure 4.12). Higher conservative mixing indicates relatively
lower particle formation in the rising plume and it is consistent with the data that
Fumeur Nouveau fluids can maintain a higher fraction of its cFe-N up in the buoyant
plume relative to other vent sites at Rainbow (Figure 4.9).

4.4  Possible Major Implications of Hydrothermal Vent Products in Major

Geological Events in the Earth’s History

Recent advancements showed that hydrothermal vents are part of the global ocean
biogeochemical system and their Fe products, for example, can be transported
thousands of kilometers away from hydrothermal vent sources in contrast to old ideas
covering immediate precipitation (Resing et al., 2015; Fitzsimmons et al., 2017).
Naturally occurring nanoparticles are proposed as one of the fundamental
mechanisms which put hydrothermal vent products into the global picture (Yucel et
al., 2011; Gartman et al., 2014; Findlay et al., 2015; Findlay et al., 2019; Yucel et
al., 2020). Further, Gartman et al. (2019) reported detection of Cu and Zn bearing
nanoparticles in addition to Fe in hydrothermal vents as well. By considering major
roles of transition metals in biogeochemistry of ocean system -for example, most of
the metals participates in the structure of enzymes as a cofactor or iron cycle in the
global ocean system is coupled with nitrogen, carbon and phosphorus cycles and
play a major role with Zn, Cu and Ni in primary production in different periods of
Earth’s history (Twining et al., 2013; Rickaby et al., 2015; Moore et al., 2017)- we
are proposing hydrothermal vents and their products might have played much more
essential roles in major geological events in Earth’s history than previously thought.
In this final section of this Thesis' discussion, we discuss this concept in two different
periods of Earth's history: The Last Glacial Maximum and The Cenomanian-

Turonian Anoxic Event.
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4.4.1 Last Glacial Maximum (LGM)

There is a net decrease in CO- concentration in the atmosphere during the last glacial
maximum (LGM), however the main mechanism behind this event is still debated.
Nearly all hypotheses in this topic rely on mechanisms of oceanic origin, such as
changes in ocean temperature and salinity, reorganization of the thermohaline
circulation, changes in carbonate chemistry, enhanced biological pump due to dust
fertilization, and effects of sea ice changes however still there is no widely accepted
scenario to provide an integrated explanation for the event (Sigman and Boyle, 2000;
Sigman et al, 2010, Martinez-Garcia et al, 2014, Lambert et al, 2015). Enhanced
biological pump with hydrothermal activity might be another important mechanism
but its interplay in global scale has not been considered widely and it might be a
much more important controlling mechanism than previously thought. In order to
answer this question, variations of hydrothermal activity in glacial/interglacial
periods and response of hydrothermal activity to sea level change should be
considered. It was stated that mainly lowering the global sea level would reduce
hydrostatic pressure on mid-ocean ridge melt centers during the glacial periods and
results in increasing melt production which may generate intense hydrothermal
venting and thicker oceanic crust during LGM (Lund and Asimov, 2011). On the
other hand, Coogan et al. (2019) indicated increasing sea level might result in
increasing reaction temperatures and pressures in the subsurface and water/rock
reactions and phase separation in that conditions might affect hydrothermal fluxes
positively. Nevertheless, there is a direct relationship between global sea level
chance and hydrothermal activity in glacial/interglacial transition as indicated in
different studies as well (Lund et al, 2016; Middleton et al, 2016; Costa et al, 2017).
In these studies, main attention was given to deposits of hydrothermal vent sediments
in deep ocean. Geochemical metals proxies (Fe, Mn, Cu etc.) in these deposits gave
clues about evolution of hydrothermal activity especially during LGM with respect
to changing sea level, and studies clearly demonstrate that hydrothermal activity

respond to sea level changes during glacial-interglacial times (Figure 4.14). During

108



LGM, increasing concentrations of (nano)particle iron could be transported to
surface ocean and trigger biological pump with iron fertilization during the period of
intense hydrothermal activity. Recent studies by Ardyna et al. (2019) and Schine et
al. (2021) supported this idea and indicated that hydrothermal Fe could trigger
primary production in the surface waters and cause phytoplankton blooms in
Southern Ocean. In that case, biogeochemical oceanographic and climate models
should be established in order to understand the transport of biologically important
metals in the oceans during glacial periods.
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Figure 4.14. Hydrothermal iron flux change across the last glacial maximum (for
further details check Costa et al. (2017) and references therein)
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It is important to understand this phenomenon because former state of oceans in
LGM might be totally different. For example, ocean water temperature is lower
approximately 3-5 °C than current state (Sigman and Boyle, 2000), which would
reduce the density stratification throughout the entire water column. However,
formation of ice-caps would reduce the sea level and increase the salinity since most
of the surface fresh water content would participate in ice formation. Therefore, it
might generate an opposing effect on lowering density stratification. Also, it is
proposed that during LGM, entire ocean was 3% saltier than it is today (Sigman and
Boyle, 2000). Colder and saltier ocean increase the net ocean density and in a denser
medium, deep ocean buoyant hydrothermal plume injection would be transported
much more easily. However, in order to understand net effects of each individual
parameters, oceanographic models that establish how hydrothermal plumes in
ancient LGM oceans are transported should be carried out. Accordingly, new climate
models would be established and old models would be revisited since it will help to
solve the missing parts of natural events by establishing effects on hydrothermal

activity in global scale.

442 The Cenomanian- Turonian Anoxic Event

The Cenomanian- Turonian boundary event (OAE2) nearly 94 million years ago is
one of the significant extinction events in geological history that results in global
extinction of 7% of families and 26% of genera in Cretaceous oceans (Twitchett,
2013). Due to intense accumulation of black shales in oceanic, epicontinental and
shelf sediments all around the world, bottom water anoxia in global scale was
attributed as the main driving factor for the extinction event. Enhanced primary
production in the surface waters is the most accepted explanation for OAE2 but
reasons behind the global scale eutrophism are still debated. Erba (2004) stated that
although local upwelling and coastal nutrification might provide some explanations,
they are not capable of describing high productivity in global scale. Therefore, it was
proposed that primary production rate could be increased under the control of iron
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fertilization by hydrothermal activity. Intense submarine volcanism in Large Igneous
Provinces (LIPs) such as Caribbean and Ontong-Java oceanic plateaus and the
Madagascar flood basalt, which roughly coincide with C/T boundary were proposed
as the main driving factors for the event (Sinton and Duncan, 1997; Kerr, 1998,
Leckie et al., 2002). Injection of hydrothermal Fe into water column as a bio-limiting
nutrient could increase the rate of primary production, and caused drawdown of O
in seawater. Sudden decrease in 8'Sr/ ®Sr ratio from the Cenomanian-Turonian
boundary through the upper Turonian (Bralower et al., 1997; Jones and Jenkyns,
2001) and relative increase in concentrations of trace elements including Sc, Ti, V,
Cr, Mn, Co, Ni, Ir, Pt, and Au in both black shales and carbonates at the C/T
boundary (Orth et al., 1993) are some evidences that indicate the effect of submarine

hydrothermalism.
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Figure 4.15. Paleogeographic map of Earth ~90 million years ago. Areas

representing anoxic conditions were indicated in shaded gray color (Sinton and
Duncan, 1997)

Jones and Jenkyns (2001) discussed different possible sources of Sr isotopes and

effects of riverine input and seafloor hydrothermalism, and they decided that effects
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of hydrothermal Sr isotopes was more dominant at C/T boundary. Moreover,
Cenomanian-Turonian boundary exhibit signatures regarding global sea surface
temperature rise by 6 to 14 °C higher than today. Such conditions could create
relatively low equator to pole temperature gradient and resultant weaker water
column density stratification in the oceans at that time (Leckie et al., 2002). Under
these conditions, considering general existence and long-distance transport
capability of (nano)particles, hydrothermal vents might have played substantial roles
in increasing the rate of primary production in C/T boundary event. That is, due to
increasing rates of vertical advection, hydrothermal (nano)particles might be more
easily injected to euphotic zone and make significant contributions to surface

productivity, hence to the global anoxic event.
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CHAPTER 5

CONCLUSION

This thesis aims to understand formation and evolution of hydrothermal vent fluids
from Rainbow, Broken Spur and Lost City hydrothermal vent fields. For this goal,
vent fluid samples were collected during the TRANSECT research cruise to Mid-
Atlantic Ridge with N/O L’Atalante and ROV Victor in 2018. Measurements
regarding concentrations of major ions, transition metals and hydrogen sulfide were
conducted and a multi elemental dataset were generated for each hydrothermal field.
By using measurement results, endmember fluid compositions were calculated

accordingly.

Calculations showed that Rainbow, Broken Spur and Lost City hydrothermal vent
fields contain compositionally distinct vent fluids. For example, Rainbow exhibits
great enrichments of Cl with respect to ambient seawater while Broken Spur contains
Cl- depleted fluids. Super-critical and sub-critical phase separations that Rainbow
and Broken Spur fields experience, respectively are the main reason for the CI
variations. Cl in the hydrothermal fluids has been used to estimate subsurface
reaction conditions (e.g. Gallant and Von Damm, 2006; Charlou et al.,2010; Reeves
etal., 2011; McDermott et al., 2018). Accordingly, we calculated subsurface reaction
temperature and pressure conditions ~420 °C and ~340 bars for Rainbow and 400-
405 °C and 280-290 bars in Broken Spur. Both calculated temperatures are higher
than what was measured in the orifice therefore we inferred extensive cooling (105
°C for Rainbow and 95°C for Broken Spur) during the fluid rise in the up-flow zone.
Moreover, negative endmember SO4 concentrations for Fumeur Tres Dense (FTD)
and Fumeur Nouveau (FN) fluids in Rainbow indicate that these vents experience
seawater mixing in the subsurface. Mixing of cold (~4 °C) seawater with hot
hydrothermal fluids explains why FTD and FN have lower exit temperatures (315-
320 °C) when compared to Magali (372 °C). Additionally, Na/Cl and Ca/Cl
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dynamics claim that intense albitization is responsible for Ca enrichments in
Rainbow fluids while Broken Spur and Lost City do not exhibit substantial
albitization although Lost City contains Ca-enriched fluids. Seyfried et al. (2008)
indicated that this Ca enrichment in Lost City might be sustained by dissolution of
clinopyroxene minerals. Furthermore, alkali element enrichments (e.g. K and Li) and
low water/rock ratio dynamics show that reactions between water and fresh basalts
control the formation and evolution of hydrothermal fluids in Broken Spur vent field
however it is not the case for Lost City since its water/rock ratio is high. On the other
hand, Rainbow has a more complex system and water/rock reactions are controlled
by variable water/rock ratios in Rainbow field. Moreover, both Rainbow and Broken
Spur fluids exhibit great enrichments of Si with respect to ambient seawater while
Lost City has similar concentrations. In a normal case, it is not expected to have high
concentration of silica in a peridotite hosted system (Allen and Seyfried, 2003)
therefore we propose, in conjunction with previous studies, interaction with gabbroic
intrusions provide extra dissolved Si for Rainbow fluids. Most importantly, Rainbow
contains metal rich and sulfide poor fluids whereas it is the opposite case for Broken
Spur. Cl is the dominant ion in the hydrothermal fluids and it controls metal
transportation with chloro-complexes. Therefore, sulfide and Cl dynamics seen in
both vent field control the ultimate fate of metal transport in hydrothermal fluids. As
aresult, Broken Spur fluids have a concentration range observed in most of the basalt
hosted systems in the case of Fe while Rainbow contains the highest endmember Fe
concentration in global scale (Figure 4.4). Furthermore, comparison of time series
data show that Rainbow and Lost City fluids are stable in ~20 years’ time span,
which indicates there are no major changes in subsurface physico-chemical
conditions in Rainbow and Lost City vent fields. On the other hand, Broken Spur
fluids experience substantial fluctuations, especially in Fe concentration, over time.
Calculation showed that reaction depth and temperature did not change substantially
between 1993 and 2018 however there is temperature decreasing trend over time.
Therefore, we are proposing that substantial removal of Fe can be sustained by

extensive conductive cooling that Broken Spur have been experienced over time.
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Additionally, the lowest calculated endmember Si concentrations of Broken Spur
when compared to other basalt hosted systems in MAR (Charlou et al., 2010)
indicate that Si might be precipitating in the subsurface along with Fe considering
highly sensitive character of its solubility to temperature change. By using method
proposed by Von Damm (1991), we calculated that up to 50% of Si is removed
during fluid rise in the up-flow zone as a result of cooling. Finally, intercomparison
between individual vent sites showed that Rainbow and Broken Spur fields exhibit
low spatial variations. That is why both Rainbow and Broken Spur vents are fed by

a single deep source in the subsurface.

In order to link subsurface conditions to impact to the deep-sea, samples were taken
from different heights in Rainbow and Broken Spur hydrothermal plumes starting
from the orifice in order to understand geochemical dynamics of hydrothermal
plumes. High correlation of Fe, Mn, Si and cations indicate that these species are
interconnected with each other in Rainbow and Broken Spur rising plumes.
Therefore, the fate of most of the species in the plume such as Fe, Mn and Si are
controlled by some special set of geochemical reactions (e.g. reverse weathering,
oxidation etc.) and their resultant mineral formations. For example, considering the
removal trend of Fe, predominance of sulfide species is expected in the Broken Spur
plume due to the low Fe:H>S character while oxidation products might be common
in high Fe:H>S Rainbow fluids. Additionally, relatively higher removal Mn trend in
Rainbow when compared to Broken Spur indicates that oxides and silicates might
have a prominent role in Rainbow plume. As a result, we propose that oxides and
silicate bearing (nano)particles might be an important fraction of Rainbow fluids
while evolution of Broken Spur fluids are mainly controlled by formation and
domination of sulfide bearing species. Moreover, recent studies showed that
hydrothermal products might be much more important for global ocean
biogeochemistry than previously thought (Resing et al., 2015; Fitzsimmons et al.,
2017). Therefore, by putting the biologically important hydrothermal (nano)particles
at the center, we are proposing that hydrothermal vents might have played very

important roles in Earth’s history. For example, we suggest hydrothermally induced
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primary production enhancement in the ocean during las glacial maximum might be
an alternative mechanism to explain the CO> depletion in that time in conjunction
with other proposed mechanisms. Findings covering hydrothermal flux change with
changing seawater level in the geological time (Lund et al, 2016; Middleton et al,
2016; Costa et al, 2017) and increasing primary production in the surface waters in
Southern Ocean by hydrothermal activity (Ardyna et al., 2019; Schine et al., 2021)
are two important supporting that statement for this idea. Another important event
that might be triggered by hydrothermalism might be The Cenomanian- Turonian
Anoxic Event in ~94 million years ago. During that time, Cretaceous oceans faced
with global extinction of 7% of families and 26% of genera as a result of global
anoxia (Twitchett, 2013). That is why we are proposing that biologically important
hydrothermal (nano)particles transported to surface waters of Cretaceous oceans
might have triggered this event. Enrichments of trace elements and Sr isotope
dynamics support the enhancement of hydrothermal flux during Cenomanian-
Turonian time span (Orth et al., 1993; Bralower et al., 1997; Jones and Jenkyns,
2001). However, roles and contributions of hydrothermal products both in modern
and ancient systems should be quantitatively understood in further studies in the

future.
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