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Abstract: Several studies set out to explain the presence of high proportions of photooxidation
products of cis-vaccenic acid (generally considered to be of bacterial origin) in marine environments.
These studies show that these oxidation products result from the transfer of singlet oxygen from
senescent phytoplankton cells to the bacteria attached to them in response to irradiation by sunlight.
This paper summarizes and reviews the key findings of these studies, i.e., the demonstration of
the process at work and the effect of different parameters (intensity of solar irradiance, presence of
bacterial carotenoids, and presence of polar matrices such as silica, carbonate, and exopolymeric
substances around phytoplankton cells) on this transfer. A large part of this review looks at how this
type of alteration of bacteria can affect the preservation of algal material in the marine environment,
especially in polar regions where conditions drive increased transfer of singlet oxygen from sympagic
algae to bacteria.

Keywords: attached bacteria; phytodetritus; oxidative damage; singlet oxygen transfer; solar
irradiance; mineral matrices; carotenoids; algal material preservation

1. Introduction

Phototrophic organisms carry out photosynthetic reactions that convert chlorophyll
into a singlet excited state (1Chl) under the action of light. A small fraction of the 1Chl
formed can undergo intersystem crossing to produce a longer-living triplet state, 3Chl [1].
3Chl can directly damage unsaturated membrane components through type I reactions
(i.e., involving radicals) [1], but it can also react with ground-state oxygen (3O2) to generate
singlet oxygen (1O2) and, although to a lesser extent, superoxide ions (O2

−•). In living
cells, the toxic effects of 3Chl and 1O2 are limited by endogenous quenchers or scavengers
(carotenoids, tocopherols, ascorbic acid, superoxide dismutase enzymes) [2,3], but this is
not the case during cell senescence or cell death. When cells senesce, the slowdown of
1Chl consumption in the photosynthetic reactions accelerates the conversion of 1Chl into
3Chl and, thus, into 1O2, which then saturates the photoprotective system and ultimately
causes photodamage [4,5]. During the senescence of phototrophic organisms, type II
photosensitized oxidation processes that mainly involve 1O2 strongly damage unsaturated
membrane lipids. The very high reactivity of 1O2 with unsaturated compounds results
from its strong electrophilicity and the lack of spin restriction that normally hinders 3O2
reacting with unsaturated compounds [6].

Type II photosensitized oxidation processes act intensively on several unsaturated
lipids, including chlorophyll itself but also unsaturated fatty acids, sterols, some n-alkenes,
some highly branched isoprenoid (HBI) alkenes, carotenoids, and tocopherols (for review,
see [5,7–9]). Type II photosensitized oxidation of monounsaturated fatty acids (MUFAs)
involves a direct reaction of 1O2 with the carbon–carbon double bond via a concerted ‘ene’
addition [10], leading to the formation of hydroperoxides at each end of the original double
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bond [11] (see Figure 1 showing oxidation of cis-vaccenic acid). These hydroperoxides,
which possess an allylic trans-double bond can subsequently undergo stereoselective
radical allylic rearrangement and afford two other isomers with a trans-double bond [11,12]
(Figure 1). Type II photosensitized oxidation of MUFAs, thus, leads to the formation of four
isomeric allylic hydroperoxyacids, which are generally converted to their corresponding
hydroxyacids by NaBH4 reduction for quantification in natural samples [13]. This approach
has been used to detect high levels of photoproducts of phytoplanktonic MUFAs in several
marine particulate and sediment samples (for a recent review see [9]).
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Figure 1. Type II photosensitized oxidation of cis-vaccenic acid and subsequent allylic rearrangement
of the hydroperoxyacids formed.

Surprisingly, photoproducts of octadec-11(cis)-enoic acid (cis-vaccenic acid) have also
been detected in a number of different zones of the oceans [7–9,14,15] and sometimes
in similar or even higher proportions (relative to the parent acid) than photoproducts
of phytoplanktonic MUFAs. Cis-vaccenic acid has been proposed as a useful biological
marker for bacteria in the marine environment, based on its higher relative concentrations
in bacteria than in other organisms [16–20]. However, given that heterotrophic bacteria
lack photosynthetic system, the presence of high proportions of these photoproducts was a
very surprising finding.

Here we summarize and review the findings of the research that has been carried
out to determine: (i) the phenomenon at the origin of this oxidation of cis-vaccenic acid
observation, (ii) the parameters that promote the oxidation of bacteria, and (iii) the impact
of the oxidation state of bacteria on the preservation of phytoplanktonic organic matter in
the oceans.

2. Potential Sources of Photoproducts of cis-Vaccenic Acid in Oceans
2.1. Photooxidation of Aerobic Anoxygenic Phototrophic Bacteria (AAPB)

Aerobic anoxygenic phototrophic bacteria (AAPB) are an important group of microor-
ganisms inhabiting the euphotic zones of oceans and freshwater or saline lakes [21]. They
do not form a monophyletic clade but are widely distributed within Alphaproteobacteria,
Betaproteobacteria, and Gammaproteobacteria classes [22,23]. These bacteria perform a
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heterotrophic metabolism because they require organic carbon for growth, but they can also
use photosynthesis as a supplemental energy source [24]. Due to their ability to obtain extra
energy from light, AAPB can have a higher impact on the degradation of organic matter
than strict heterotrophs [25]. It has been previously demonstrated that AAPB are widely
distributed in the open ocean [26–28]. The induction of type II photosensitized oxidation
processes in these organisms, which contain bacteriochlorophyll (which is a highly efficient
photosensitizer [29]) and high proportions of cis-vaccenic acid in their membranes [30,31]
could, therefore, be at the origin of the presence of cis-vaccenic acid photoproducts in the
samples investigated.

To test this hypothesis, senescent cells of Erythrobacter sp. strain NAP1 and Roseobacter
sp. strain COL2P were exposed to photosynthetically available radiation (PAR) [32]. The
profile of oxidation products of cis-vaccenic acid obtained after exposure to PAR did not
correspond to the profile observed in situ. In fact, as we have seen previously, the attack of
cis-vaccenic acid by 1O2-mediated processes only produces trans allylic hydroperoxyacids
(Figure 1), whereas the irradiation of senescent AAPB results in the formation of high
proportions of cis isomers, which are characteristic of radical oxidation processes [33].
Previous research shows that the 1O2 produced in senescent phytoplankton cells (for a
review see [9]), but also in purple sulfur bacteria (Thiohalocapsa halophila and Halochromatium
salexigens) [34] by type II chlorophyll or bacteriochlorophyll-photosensitized processes in-
tensively attacks the phytyl side-chain of these pigments, affording a specific photoproduct
(3-methylidene-7,11,15-trimethylhexadecan-1,2-diol) [8]. The fact that this compound is not
found after irradiation of AAPB confirms that 1O2 is only very weakly produced during the
senescence of these organisms. The oxidation of cis-vaccenic acid in AAPB, thus, appears
to involve radical degradation processes and is clearly not at the origin of the presence of
high proportions of cis-vaccenic acid photooxidation products resulting from 1O2-mediated
processes in the oceans.

2.2. Transfer of Photochemically Produced 1O2 from Senescent Phytoplanktonic Cells to Their
Attached Heterotrophic Bacteria

Another explanation for the unexpected presence of cis-vaccenic acid photoproducts
in marine systems could be 1O2 transfer in attached heterotrophic bacteria during the
senescence of phytoplankton. Bacteria are known to colonize phytoplankton-derived
particles [35,36]. Figure 2 shows an example of the close association between bacteria and
phytoplankton. Senescent phytoplanktonic cells provide hydrophobic micro-environments
in which the lifetime and the potential diffusive distance of 1O2 could be long enough
to induce type II photosensitized oxidation processes in attached bacteria. Indeed, the
intracellular sphere of activity of 1O2 has recently been re-evaluated [37] and the radius of
this sphere of activity from the point of production appeared to be larger than previously
thought. It is estimated at between 155 and 340 nm [37–39], which is a large-enough
distance to allow 1O2 to cross the cell membranes of phytoplanktonic cells (thickness
ranging from 70 to 80 nm) [37,40,41] and, thus, reach attached bacteria.

In an attempt to validate this hypothesis, Rontani et al. [32] performed parallel experi-
ments using PAR lamps to irradiate: (i) dead axenic cells of the diatom Skeletonema costatum
strain CS-181, (ii) dead axenic cells of the same diatom contaminated with a heterotrophic
bacterial community, and (iii) the heterotrophic bacterial community (that had been used
as the contaminant community) alone [37,38]. The results obtained showed that the pho-
todegradation of cis-vaccenic acid from heterotrophic bacteria was more than two orders of
magnitude faster in heterotrophic bacteria attached to phytoplanktonic cells than in the
bacterial community alone. Interestingly, the profile of the cis-vaccenic oxidation products
obtained matched perfectly to the profile detected in situ. This means that 1O2 produced by
type II photosensitized oxidation processes in senescing phytoplanktonic cells can migrate
across the membranes to the attached heterotrophic bacteria and go on to induce oxidative
damage in them. These results were later confirmed by Petit et al. [42], who show that
the photodegradation state of cis-vaccenic acid from bacteria attached to phytodetritus is
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strongly correlated with the photodegradation state of their chlorophyll. Photodegradation
of heterotrophic bacteria attached to senescent phytoplanktonic cells, thus, emerges as the
likely source of the oxidation products of cis-vaccenic acid detected in situ. This assumption
is well-supported by the fact that attached bacteria are more likely to become part of the
sinking material (which also shows strong photooxidation of cis-vaccenic acid) [7,13] than
free-living AAPB.
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Figure 2. Scanning electron microscopy image of a strain of the diatom Skeletonema costatum colonized
with heterotrophic bacteria (adapted from [32]).

3. Effect of Polar Matrices Surrounding Phytoplankton Cells on the Transfer of 1O2
from Irradiated Phytodetritus to Their Attached Bacteria
3.1. Silica and Carbonaceous Charged Mineral Surfaces

Previous research shows that 1O2 has a longer lifetime and greater potential diffusion
distance in hydrophobic environments than in hydrophilic environments [43]. Hurst and
Schuster [44] subsequently show that: (i) the shortest lifetimes are observed in solvents
possessing O-H groups, particularly water, and (ii) the presence of heavy atoms reduces
the lifetime of 1O2. 1O2 transfer is strong between two lipophilic membranes (such as
those of phytoplankton and associated bacteria) [42], but this excited form of oxygen
could rapidly be deactivated if the two membranes are separated by frustules or coccoliths.
Indeed, diatoms build a rigid cell wall made of amorphous silica (frustules) containing O-H
groups and aluminum [45–47], while coccolithophorids, which belong to the algal class
Prymnesiophyceae, are able to produce scales made of CaCO3 called coccoliths [20,48].

Petit et al. [49] previously compared the 1O2-induced damages to attached bacte-
ria during the irradiation of dead cells of non-axenic Emiliania huxleyi strain RCC1215
(a prymnesiophyte with coccoliths), Skeletonema costatum strain RCC70 (a diatom with
a silica matrix), Navicula jeffreyi strain CS513 (another diatom with a silica matrix), and
Dunaliella tertiolecta strain RCC6 (a chlorophyte without a matrix). The results show that the
presence of diatom frustules inhibits the transfer of 1O2 to the attached bacteria, whereas
the presence of coccoliths has no effect. The authors attribute the lack of effect of coccoliths
to the fact that they are released during cell senescence [50,51], allowing efficient transfer
of 1O2 to the attached bacteria.

Petit et al. [49] also show that, in the case of diatoms, the percentage of cis-vaccenic acid
photooxidation is inversely correlated with biogenic silica concentration (Figure 3). Note
that the limitation of 1O2 transfer in the marine diatom frustules may be attributed not only
to the presence of O-H groups or aluminum atoms [44], but also to (potentially antioxidant)
mycosporine-like amino acids [52,53], which are often present in diatom frustules [54,55].
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3.2. Exopolymeric Substances (EPS)

Algae produce EPS to: (i) promote the formation of microalgal aggregates, (ii) fa-
cilitate cell adhesion to a substrate that serves to form a biofilm matrix, (iii) release
metabolic-excess waste products, and/or (iv) help protect cells against dewatering and
toxic substances [56–58]. In addition, EPS can act as energy and carbon sinks in response to
stress [56]. Microalgal EPS are mainly composed of exopolysaccharides, proteins (enzymes
and structural proteins), nucleic acids (DNA), and lipids [56,57].

It was recently suggested that EPS may also—due to their hydrophilic nature—reduce
1O2 diffusion distance and, thus, inhibit 1O2 transfer to bacteria [59]. To illustrate the
variation in the photo-oxidation of attached bacteria relative to the photooxidation of algae,
Amiraux et al. [59] plotted the percent photo-oxidation of cis-vaccenic acid against the
percent photo-oxidation of 24-methylenecholesterol (algal sterol) [60] in several sediment
trap samples collected at 5 m and 30 m depth in the Canadian Arctic. They observed that
1O2 transfer from phytodetritus to attached bacteria was less efficient in the deeper sinking
particles, which they attributed to the higher aggregated state of the ice algae in these
samples and, thus, a higher concentration of EPS inhibiting 1O2 transfer from senescent
algae to their attached bacteria. Note, however, that the lower efficiency of 1O2 transfer
observed in the deeper trap may also be due to the natural decrease in solar irradiance with
depth (see next section).

4. Effect of Solar Irradiance Intensity on the Transfer of 1O2 from Irradiated
Phytodetritus to Their Attached Bacteria

It has been previously demonstrated that low solar irradiance favors slower produc-
tion and diffusion of 1O2 across the cell membranes of phytoplankton and, thus, greater
photo-oxidative damage to the unsaturated lipids in senescent phytoplankton rather than
chlorophyll photodegradation (sensitizer photobleaching) [8,61]. A very recent study in-
vestigated the effect of solar irradiance intensity on the transfer of 1O2 from phytodetritus
to their associated bacteria [41].
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Irradiation of senescent cells of the diatom Thalassiosira sp. in association with the
bacterium Pseudomonas stutzeri under contrasted artificial light irradiances shows that
oxidative damage induced by 1O2 in bacterial membranes increases with irradiance [41].
Indeed, at low irradiances, the 1O2 that is slowly produced in phytoplanktonic chloroplasts
reacts intensively with unsaturated lipids in the algal membrane (photodynamic effect)
and is, thus, quenched before it can reach bacterial membranes (Figure 4A). Conversely,
high irradiances induce a rapid and intense production of 1O2 that is only partially con-
sumed in phytoplanktonic membranes and easily reaches the attached bacteria, where it
efficiently oxidizes their unsaturated membrane components (Figure 4B). Further analysis
of numerous sinking particle samples collected from different regions of the Canadian
Arctic confirmed these in vitro results [41]. The photo-oxidation state of attached bacteria
increased on a gradient from ice-covered areas to open water (i.e., from low-irradiance
to high-irradiance areas). Interestingly, photo-oxidation of bacteria appeared to be par-
ticularly intense in bacteria attached to sympagic (i.e., associated with sea ice) algae [41].
This very strong photo-oxidation state has been attributed to the fact that the sympagic
algae–bacteria association in sea ice is maintained at relatively high irradiances (up to
106 µmol photons m−2 s−1 after snowmelt) [62] for relatively long periods of time.
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5. Effect of Bacterial Carotenoid Content on the 1O2 Transfer from Phytodetritus to
Attached Bacteria

Carotenoids extent the wavelength range of light that is able to drive photosynthesis
by transferring their absorbed energy (in the blue–green region of the solar spectrum) to
chlorophylls or bacteriochlorophylls [63–65]. Carotenoids also play a major photoprotective
role in photosynthetic organisms by quenching or scavenging excess 3Chl and 1O2 [5,62].
These compounds are, therefore, widely distributed in phototrophic bacteria (including
cyanobacteria, purple bacteria, green sulfur bacteria, and AAPB) [66,67]. Note, however,
that some non-phototrophic bacteria have acquired carotenogenic genes, enabling them to
use these compounds as protection during the events of intense stress [68–70].

Petit et al. [71] monitored the dynamics of the bacterial community attached to irradi-
ated cells of the Prymnesiophyte E. huxleyi and showed that in late stationary phase more
than 90% of attached bacteria were dead. Interestingly, the remaining 10% of live bacteria
appeared to be dominated by pigmented species (Maribacter, Roseobacter, Roseovarius), sug-
gesting that carotenoids play a major role in bacterial resistance to 1O2 stress. Indeed, it has
previously been hypothesized that bacteria containing high amounts of carotenoids might
be able to tolerate exposure to 1O2 [72,73], but this assumption has never been confirmed
in the case of bacteria attached to irradiated phytodetritus.

Recent research [41] investigated the effect of 1O2 produced during the senescence of
a widespread diatom (Thalassiosira sp.) on two attached Gram-negative bacteria widely
found in marine environments, i.e.: Pseudomonas stutzeri [74] (a heterotrophic bacterium
that does not contain carotenoids) and Dinoroseobacter shibae [75], which is an AAPB that
contains the carotenoid spheroidenone. The originality of this work was that it investigated
the effect of 1O2 produced during the senescence of this diatom on the physiology of
pigmented and non-pigmented bacteria associated with it at both membrane–lipid level
and DNA level. Indeed, in cells, 1O2 reacts not only with unsaturated membrane lipids and
proteins [76,77] but also with nucleic acids [77,78], where it reacts mainly with the guanine
nucleobase to form 8-oxo-7,8-dihydro-2′-deoxyguanosine (8-oxodG) [79], which induces
various mutations [80].

Bacterial cells use several strategies to protect themselves against the toxicity of 1O2:
(i) detoxification enzymes, such as superoxide dismutase or catalase [81,82]; (ii) an efficient
“Go system” with three detoxification proteins, i.e., MutM, MutT, and MutY [83,84], which
is involved in DNA repair; and (iii) quenching 1O2 with carotenoid pigments [85].

Burot [41] observed that the presence of spheroidenone in D. shibae limits but does
not completely prevent 1O2-induced oxidative alterations of unsaturated membrane lipids.
However, by monitoring the activation and regulation of the DNA repair system and the
rpoH gene responsible for the oxidative stress response [86,87], Burot [41] shows that due
to the quenching and scavenging activity of spheroidenone and MUFAs in the bacterial
membranes, only a small fraction of 1O2 actually reaches the cytoplasm, where the efficient
detoxifying activity of mutY limits its impact on the DNA of this strain and, thus, prevents
oxidative stress (Figure 5). Conversely, in P. stutzeri cells, the scavenging activity of mem-
brane MUFAs and the DNA repair system are not sufficient to prevent DNA damage and
oxidative stress in the cytoplasm.

Note, however, that 8-oxoDG is not specific to 1O2-induced alteration of DNA, but
is also produced during the oxidation of DNA by other reactive oxygen species (ROS)
(e.g., peroxyl or hydroxyl radicals arising from hydroperoxide homolysis or H2O2) [88–90].
Consequently, the alteration of DNA observed in bacterial cytoplasm may also result
from the action of these ROS (notably by H2O2, which is known to readily cross cell
membranes [91,92].
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Marine phytoplankton-associated bacterial communities are often dominated by
Roseobacter, a genus belonging to the Alphaproteobacteria class [93–97]. The ability of
these bacteria to colonize algal blooms has been attributed to (i) their high colonization
capability [98], and (ii) their ability to produce quorum-sensing molecules [99] or antimi-
crobial compounds [100]. The results of Burot [41] allow us to propose another explanation
for the dominance of Roseobacter in algal blooms, which is that their carotenoid content
enables them to resist the flux of 1O2 from senescent phytoplankton cells.

6. Effect of the Production of 1O2 by Irradiated Phytodetritus on Motile Bacteria

Motile bacteria that are challenged by physical or chemical stimuli can move towards
more favorable conditions to exploit new resources or opportunities [101,102]. This bac-
terial chemotaxis provides an important competitive advantage in terms of accessibility
to inert particles or living organisms (such as microalgae). They are potentially several
phytoplankton–bacteria interactions that can all co-exist [103–105], and the biotic preserva-
tion of phytodetritus is ultimately determined by the resulting balance between attractant
and repulsive effects [106,107].

To determine whether or not the production of 1O2 by phytodetritus can repel motile
bacteria, a chemotaxis experiment was performed with the bacterium Shewanella oneidensis
(chosen for its well-known chemotactic capacity) [107,108]. The results obtained showed a
strong attractant effect of phytodetritus (dead E. huxleyi cells) regardless of whether they
were irradiated [71]. The observed lack of repulsive effect was attributed to: (i) the lack of
sensors that would allow S. oneidensis to detect 1O2, (ii) an attractive effect of phytodetritus
surpassing the putative repulsive effect of 1O2, or (iii) the fact that 1O2 has very short
lifetime in water, which substantially limits its diffusion distance (0.1–0.2 µm) [109]. Petit
et al. [71] also observed a very high proportion (90%) of dead attached bacteria on the
phytodetritus and hypothesized that bacteria that are unable to detect 1O2 production but
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strongly attracted by senescent phytoplanktonic cells could accumulate on them and then
be killed by the 1O2 transfer. Further experiments are needed to confirm this interesting
hypothesis and to determine whether the inability of S. oneidensis to detect 1O2 production
can effectively be extended to other bacterial assemblages attached to phytodetritus.

7. Induction of Autoxidative Processes in Bacteria: A Consequence of
Photooxidation Processes

Spin restriction [110] means that the unpaired electrons of ground-state triplet molecu-
lar oxygen (3O2) can only interact with unpaired electrons of transition metals or organic
radicals. Autoxidation, thus, involves free-radical-mediated oxidation chain reactions,
which can be divided into three steps: initiation, propagation, and termination [111]. Initia-
tion, which is the crucial first step in these processes, requires initiators or catalysts that are
able to generate radicals (by removing an electron or breaking a weak covalent bond) and,
thus, start the chain reactions.

Hydroperoxides resulting from 1O2-induced oxidation of unsaturated membrane
components of bacteria (e.g., MUFAs) (Figure 1) are relatively unstable (O–O bond dis-
sociation energy = 34 kcal/mol) and can, thus, be readily cleaved by heat, light, some
redox-active metal ions undergoing one-electron transfer (e.g., Fe2+, Co2+, Fe3+, Cu2+,
Mn2+, Zn2+, Mg2+, V2+), and certain enzymes (e.g., lipoxygenases) to hydroxyl, peroxyl,
and alkoxyl radicals (for review, see [8,111]. In oxic environments, these radicals can
then induce autoxidation (i.e., radical chain oxidation) of MUFAs. These processes involv-
ing allylic hydrogen abstraction and subsequent oxidation of the allylic radicals formed
afford a mixture of six isomeric cis and trans allylic hydroperoxides [9,33]. In the case
of cis-vaccenic acid, autoxidation produces 11-hydroperoxyoctadec-12(trans)-enoic acid,
12-hydroperoxyoctadec-10(trans)-enoic acid, 10-hydroperoxyoctadec-11(trans)-enoic acid,
10-hydroperoxyoctadec-11(cis)-enoic acid, 13-hydroperoxyoctadec-11(trans)-enoic acid,
and 13-hydroperoxyoctadec-11(cis)-enoic acid (Figure 6). cis-Allylic hydroperoxy acids are
specific to autoxidation processes [33] and, thus, it makes it easy to detect these processes
in environmental samples [9,14].
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Examination of several particulate matter and sediment samples revealed the presence of
varying proportions of 13-hydroperoxyoctadec-11(cis)-enoic acid and 10-hydroperoxyoctadec-
11(cis)-enoic acid among the oxidation products of cis-vaccenic acid [7,14,15,112], which
confirms the involvement of autoxidation processes in bacteria attached to particles. A
study comparing the oxidation state of cis-vaccenic acid in particulate matter samples and
in the underlying surficial sediments collected in Baffin Bay in the Arctic [112] shows that
bacteria attached to sinking particles are mainly photo-oxidized whereas bacteria present
in the underlying sediments are strongly autoxidized. These interesting results clearly
establish that bacteria associated with sinking algal material are strongly affected by the 1O2
photochemically produced in senescent algae during their transfer through the euphotic
layer of the water column of the oceans. These bacteria are then subjected to intense
autoxidation during their stay in the oxic layer of sediments. The radicals at the origin
of this intense autoxidation are probably derived from the degradation in oxic sediments
of the labile hydroperoxides photochemically produced in the water column. However,
it should be noted that the incorporation of oxidized free fatty acids (FFA) excreted by
sympagic algae in bacterial membranes may also play a role in the induction of autoxidation
processes in attached bacteria [113].

8. Impact of the Oxidation of Bacteria Attached to Microalgal Material on Algal
Preservation: A Focus on the Arctic

Diatoms, dinoflagellates, and coccolithophores are the main primary producers in
marine ecosystems that are capable of using light energy and inorganic nutrients to pro-
duce organic matter (OM) [114]. It is generally considered that approximately 50% of the
marine primary production (PP) is mineralized by bacteria [115]. The remaining 50% of
PP either enters the marine food web or is buried in sediments through a process called
the ‘biological pump’ [116]. Only a small fraction of the OM produced within the upper
water column reaches the sediments where it can contribute to CO2 storage; one study
put this fraction at just 1% of the OM originally produced [117]. However, the amount
and composition of OM preserved in marine sediments varies greatly between different
regions and depositional environments [118,119]. Indeed, organic carbon preservation is
mediated by several parameters, including: (i) oxygen concentration [120], (ii) sedimen-
tation rate [121], (iii) protection through interactions with a mineral matrix (mainly clays
and iron oxides) [119,122], (iv) physiological status of the bacterial communities associated
with sinking particles [59], and (v) match or mismatch of zooplanktonic grazing with algae
fluxes [123].

In the Arctic, sympagic algae are assumed to be one of the main sources of organic
matter reaching the seafloor [59,124,125], as they strongly aggregate (due to the high con-
centrations of EPS produced by these organisms in the ice) and, thus, sink faster than
pelagic algae [126]. Moreover, the bacteria associated with them are in a weak physiological
state and, thus, have only weak mineralization capabilities [59,123]. Indeed, in ice, these
bacterial communities are strongly altered by: (i) intense osmotic stress induced by salinity
changes in brine channels during the early stages of ice melt [59], (ii) production of bac-
tericidal FFA and hydroperoxides by sympagic algae in response to light stress [112,123],
and (iii) intense transfer of 1O2 from sympagic algae [41] (also see Section 5). We recently
examined the lipid content of surficial sediments (0–1 cm) and sinking particles collected in
summer from central and eastern Baffin Bay during the 2016 GreenEdge campaign [112].
Yunda-Guarin et al. [125] previously suggested that most of the organic carbon present in
these sediments arises from sympagic algae. Sympagic algal preservation can be monitored
in sediments by using the concentration of intact and oxidized C16:1ω7 (palmitoleic) acid.
Given the dominance of diatom biomass (compared to bacteria) in the Arctic, palmitoleic
acid is generally considered to be a robust marker of primary producers in this region [127].
In parallel to measuring the concentrations of intact and oxidized palmitoleic acid, we
paid particular attention to the oxidation state of cis-vaccenic and C16:1ω5 acids (bacterial
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fatty acids) [128,129]. Some of the sediments investigated showed strong autoxidation of
sympagic algae and their attached bacteria (Figure 7) [112].
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Figure 7. Concentration of palmitoleic acid and its oxidation products (ng g−1) (indicative of sym-
pagic algal material abundance) and percent oxidation of (A) cis-vaccenic acid and (B) C16:1ω5 acid
(indicative of bacterial damage) measured by Rontani et al. [112] in surficial sediments (0–1 cm)
sampled from a set of stations investigated in central and eastern Baffin Bay (Canadian Arctic).

Autoxidation of bacteria likely results from a transfer of 1O2 from senescent sympagic
algae to their attached bacteria in ice and in the euphotic layer of the water column, followed
by subsequent induction of radical chain oxidation by homolysis of the hydroperoxides
formed in the underlying sediments [8,130]. This assumption is well-supported by the
strong photooxidation state of bacteria observed in sinking particles that were also collected
during the 2016 GreenEdge campaign [112]. Note that palmitoleic acid concentration (i.e.,
a marker of the preservation of sympagic algal material) [127] appeared to be highest at
the stations containing strongly oxidized (and, thus, inactive) bacteria (Figure 7). These
observations clearly establish the link between the degree of oxidative alteration of bacteria
and the efficiency of biodegradation processes. The oxidative stress induced in attached
bacteria by the transfer of 1O2 from senescent algal cells and the subsequent autoxidation
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reactions must, therefore, play a key role in the sedimentary preservation of algal material,
particularly in the case of sympagic algae due to the enhancement of 1O2 transfer in ice [41].

Benthic bacteria that are well-adapted to the deep-sea environment are generally
thought to be the major contributors to the degradation of algal material in sediments [131].
In the Arctic, these benthic bacteria are dominated by members of the Roseobacter clade [132],
which is known to contain high levels of cis-vaccenic acid [29,133]. The very strong oxida-
tion of cis-vaccenic acid observed in some of the sediments investigated by
Rontani et al. [112] (Figure 7A) suggests that deposited ice algal aggregates escape coloniza-
tion by active benthic bacteria. This surprising observation is attributed to the bactericidal
properties of the hydroperoxides [134,135] and FFA [136], which are found in high propor-
tions in sympagic algal material [112].

1O2 transfer from senescent algal cells in sea ice and the euphotic layer of the water
column and the subsequent autoxidation reactions in oxic sediments reduce the miner-
alization capabilities of bacteria associated with the sympagic algal material and, thus,
favor the preservation of this last one [112]. Furthermore, the bactericidal properties of the
hydroperoxides resulting from oxidation processes shield sympagic algal material against
colonization by active benthic bacteria and, thus, also contribute to better preservation of
algal material in Arctic surficial sediments.

In the Arctic Ocean, carbon fluxes within the biological pump appear to be sensitive
to climate perturbations. Indeed, primary production in the Arctic Ocean is supported
by sympagic algae during the ice-covered period and then by pelagic phytoplankton in
open waters. Due to the effects of global warming (reducing the extent and duration of sea
ice), we are currently witnessing a decline in the contribution of sympagic algae to primary
production. Unfortunately, as these algae are assumed to be one of the main sources of OM
reaching the seafloor [59,61,123,124], the biological pump may act as a positive feedback
loop for global warming.

9. Future Research Developments

Future studies dealing with the preservation of phytoplanktonic material in sediments
should be designed to take into account the photo- and autoxidative alteration of bacteria
associated with this material. This would make it possible to better understand, accurately
estimate, and, thus, better anticipate how phytoplankton degradation/preservation is likely
to respond to climate change.

Future research should also pay special attention to the study of interactions between
biotic and abiotic degradation processes, which have not been sufficiently considered
in the literature. It is very important to not consider these processes separately but to
consider their interactions, which, as we have shown in this review, can have major
biogeochemical consequences.

10. Conclusions

The results of the different studies summarized in this review show that when the
senescence of phytoplankton occurs under high solar light irradiances, the 1O2 photochem-
ically produced in chloroplasts can efficiently migrate across phytoplankton membranes to
the attached bacteria and it can cause intense oxidative damage. This process, which is en-
hanced in sympagic algae, appears to be central to the preservation of algal material in the
Arctic by limiting the mineralization capabilities of the phytodetritus-associated bacteria in
the water column. Moreover, in surficial sediments, hydroperoxides produced by photo-
oxidation and autoxidation processes in algae also limit the colonization of phytodetritus
by active benthic bacteria.

Author Contributions: Conceptualization, J.-F.R. and P.B.; methodology, J.-F.R. and P.B.; writing—
original draft preparation, J.-F.R. and P.B.; writing—review and editing, J.-F.R. and P.B.; project
administration, J.-F.R.; funding acquisition, J.-F.R. All authors have read and agreed to the published
version of the manuscript.



Microorganisms 2023, 11, 1565 13 of 17

Funding: This research was funded by the Centre National de la Recherche Scientifique (CNRS)
(EC2CO Transphytobac, Micromar, and Bacstress projects) and the European Regional Development
Fund (ERDF) (Oceanomed project, No. 1166-39417).

Data Availability Statement: Not applicable.

Acknowledgments: Thanks are due to Petit M., Amiraux R., Burot C., Simon G., Casalot L., Méjean V.,
Jeanthon C., Marchand D., Christodoulou S., and Babin M. (non-exhaustive list) for their contribution
to the different works summarized in this review.

Conflicts of Interest: The authors declare no conflict of interest.

References
1. Knox, J.P.; Dodge, A.D. Singlet Oxygen and Plants. Phytochemistry 1985, 24, 889–896. [CrossRef]
2. Foote, C.S. Photosensitized Oxidation and Singlet Oxygen: Consequences in Biological Systems. In Free Radicals in Biology;

Elsevier: Amsterdam, The Netherlands, 1976; Volume 2, p. 85.
3. Halliwell, B. Oxidative Damage, Lipid Peroxidation and Antioxidant Protection in Chloroplasts. Chem. Phys. Lipids 1987, 44, 327–340.

[CrossRef]
4. Merzlyak, M.N.; Hendry, G.A. Free Radical Metabolism, Pigment Degradation and Lipid Peroxidation in Leaves during

Senescence. Proc. R. Soc. Edinb. Sect. B Biol. Sci. 1994, 102, 459–471. [CrossRef]
5. Rontani, J.-F. Visible Light-Dependent Degradation of Lipidic Phytoplanktonic Components during Senescence: A Review.

Phytochemistry 2001, 58, 187–202. [CrossRef]
6. Dmitrieva, V.A.; Tyutereva, E.V.; Voitsekhovskaja, O.V. Singlet Oxygen in Plants: Generation, Detection, and Signaling Roles. Int.

J. Mol. Sci. 2020, 21, 3237. [CrossRef]
7. Rontani, J.-F.; Charriere, B.; Forest, A.; Heussner, S.; Vaultier, F.; Petit, M.; Delsaut, N.; Fortier, L.; Sempere, R. Intense Photoox-

idative Degradation of Planktonic and Bacterial Lipids in Sinking Particles Collected with Sediment Traps across the Canadian
Beaufort Shelf (Arctic Ocean). Biogeosciences 2012, 9, 4787–4802. [CrossRef]

8. Rontani, J.-F.; Amiraux, R.; Smik, L.; Wakeham, S.G.; Paulmier, A.; Vaultier, F.; Sun-Yong, H.; Jun-Oh, M.; Belt, S.T. Type II
Photosensitized Oxidation in Senescent Microalgal Cells at Different Latitudes: Does Low under-Ice Irradiance in Polar Regions
Enhance Efficiency? Sci. Total Environ. 2021, 779, 146363. [CrossRef]

9. Rontani, J.-F.; Belt, S.T. Photo-and Autoxidation of Unsaturated Algal Lipids in the Marine Environment: An Overview of
Processes, Their Potential Tracers, and Limitations. Org. Geochem. 2020, 139, 103941. [CrossRef]

10. Frimer, A.A. The Reaction of Singlet Oxygen with Olefins: The Question of Mechanism. Chem. Rev. 1979, 79, 359–387. [CrossRef]
11. Frankel, E. Lipid Oxidation; The Oily Press LTD.: Dundee, UK, 1998.
12. Frankel, E.N.; Neff, W.; Bessler, T. Analysis of Autoxidized Fats by Gas Chromatography-Mass Spectrometry: V. Photosensitized

Oxidation. Lipids 1979, 14, 961–967. [CrossRef]
13. Rontani, J.-F. Use of Gas Chromatography-Mass Spectrometry Techniques (GC-MS, GC-MS/MS and GC-QTOF) for the Character-

ization of Photooxidation and Autoxidation Products of Lipids of Autotrophic Organisms in Environmental Samples. Molecules
2022, 27, 1629. [CrossRef] [PubMed]

14. Marchand, D.; Rontani, J.-F. Characterisation of Photo-Oxidation and Autoxidation Products of Phytoplanktonic Monounsaturated
Fatty Acids in Marine Particulate Matter and Recent Sediments. Org. Geochem. 2001, 32, 287–304. [CrossRef]

15. Christodoulou, S.; Marty, J.-C.; Miquel, J.-C.; Volkman, J.K.; Rontani, J.-F. Use of Lipids and Their Degradation Products as
Biomarkers for Carbon Cycling in the Northwestern Mediterranean Sea. Mar. Chem. 2009, 113, 25–40. [CrossRef]

16. Perry, G.; Volkman, J.; Johns, R.; Bavor Jr, H. Fatty Acids of Bacterial Origin in Contemporary Marine Sediments. Geochim.
Cosmochim. Acta 1979, 43, 1715–1725. [CrossRef]

17. Volkman, J.; Johns, R.; Gillan, F.; Perry, G.; Bavor Jr, H. Microbial Lipids of an Intertidal Sediment—I. Fatty Acids and Hydrocar-
bons. Geochim. Cosmochim. Acta 1980, 44, 1133–1143. [CrossRef]

18. Sicre, M.-A.; Paillasseur, J.-L.; Marty, J.-C.; Saliot, A. Characterization of Seawater Samples Using Chemometric Methods Applied
to Biomarker Fatty Acids. Org. Geochem. 1988, 12, 281–288. [CrossRef]

19. Keweloh, H.; Heipieper, H.J. Trans Unsaturated Fatty Acids in Bacteria. Lipids 1996, 31, 129–137. [CrossRef]
20. Westbroek, P.; De Jong, E.; Van der Wal, P.; Borman, A.; De Vrind, J.; Kok, D.; De Bruijn, W.; Parker, S. Mechanism of Calcification

in the Marine Alga Emiliania Huxleyi. Philos. Trans. R. Soc. London. B Biol. Sci. 1984, 304, 435–444.
21. Zheng, Q.; Liu, Y.; Jeanthon, C.; Zhang, R.; Lin, W.; Yao, J.; Jiao, N. Geographic Impact on Genomic Divergence as Revealed by

Comparison of Nine Citromicrobial Genomes. Appl. Environ. Microbiol. 2016, 82, 7205–7216. [CrossRef]
22. Saini, A.; Panwar, D.; Panesar, P.S.; Bera, M.B. Encapsulation of Functional Ingredients in Lipidic Nanocarriers and Antimicrobial

Applications: A Review. Environ. Chem. Lett. 2021, 19, 1107–1134. [CrossRef]
23. Thiel, V.; Tank, M.; Bryant, D.A. Diversity of Chlorophototrophic Bacteria Revealed in the Omics Era. Annu. Rev. Plant Biol. 2018,

69, 21–49. [CrossRef]

https://doi.org/10.1016/S0031-9422(00)83147-7
https://doi.org/10.1016/0009-3084(87)90056-9
https://doi.org/10.1017/S0269727000014482
https://doi.org/10.1016/S0031-9422(01)00202-3
https://doi.org/10.3390/ijms21093237
https://doi.org/10.5194/bg-9-4787-2012
https://doi.org/10.1016/j.scitotenv.2021.146363
https://doi.org/10.1016/j.orggeochem.2019.103941
https://doi.org/10.1021/cr60321a001
https://doi.org/10.1007/BF02533431
https://doi.org/10.3390/molecules27051629
https://www.ncbi.nlm.nih.gov/pubmed/35268730
https://doi.org/10.1016/S0146-6380(00)00175-3
https://doi.org/10.1016/j.marchem.2008.11.003
https://doi.org/10.1016/0016-7037(79)90020-6
https://doi.org/10.1016/0016-7037(80)90067-8
https://doi.org/10.1016/0146-6380(88)90265-3
https://doi.org/10.1007/BF02522611
https://doi.org/10.1128/AEM.02495-16
https://doi.org/10.1007/s10311-020-01109-3
https://doi.org/10.1146/annurev-arplant-042817-040500


Microorganisms 2023, 11, 1565 14 of 17

24. Kolber, Z.S.; Gerald, F.; Plumley; Lang, A.S.; Beatty, J.T.; Blankenship, R.E.; VanDover, C.L.; Vetriani, C.; Koblizek, M.; Rathgeber,
C. Contribution of Aerobic Photoheterotrophic Bacteria to the Carbon Cycle in the Ocean. Science 2001, 292, 2492–2495. [CrossRef]
[PubMed]

25. Daniel, C. Regrowth of Subtropical Aerobic Anoxygenic Photoheterotrophic Bacteria upon Grazer Removal: A Case Study of
Surface Waters Collected from the Southern Pensacola Bay. Master’s Thesis, University of West Florida, Pensacola, FL, USA, 2022.

26. Kolber, Z.S.; Van Dover, C.; Niederman, R.; Falkowski, P. Bacterial Photosynthesis in Surface Waters of the Open Ocean. Nature
2000, 407, 177–179. [CrossRef] [PubMed]

27. Lehours, A.-C.; Enault, F.; Boeuf, D.; Jeanthon, C. Biogeographic Patterns of Aerobic Anoxygenic Phototrophic Bacteria Reveal an
Ecological Consistency of Phylogenetic Clades in Different Oceanic Biomes. Sci. Rep. 2018, 8, 4105. [CrossRef] [PubMed]

28. Gazulla, C.R.; Auladell, A.; Ruiz-González, C.; Junger, P.C.; Royo-Llonch, M.; Duarte, C.M.; Gasol, J.M.; Sánchez, O.; Ferrera, I.
Global Diversity and Distribution of Aerobic Anoxygenic Phototrophs in the Tropical and Subtropical Oceans. Environ. Microbiol.
2022, 24, 2222–2238. [CrossRef]

29. Yang, C.-H.; Huang, K.-S.; Wang, Y.-T.; Shaw, J.-F. A Review of Bacteriochlorophyllides: Chemical Structures and Applications.
Molecules 2021, 26, 1293. [CrossRef]

30. Rontani, J.-F.; Christodoulou, S.; Koblizek, M. GC-MS Structural Characterization of Fatty Acids from Marine Aerobic Anoxygenic
Phototrophic Bacteria. Lipids 2005, 40, 97–108. [CrossRef]

31. Kopejtka, K.; Zeng, Y.; Kaftan, D.; Selyanin, V.; Gardian, Z.; Tomasch, J.; Sommaruga, R.; Koblížek, M. Characterization of the
Aerobic Anoxygenic Phototrophic Bacterium Sphingomonas sp. AAP5. Microorganisms 2021, 9, 768. [CrossRef] [PubMed]

32. Rontani, J.; Koblížek, M.; Beker, B.; Bonin, P.; Kolber, Z.S. On the Origin of Cis-vaccenic Acid Photodegradation Products in the
Marine Environment. Lipids 2003, 38, 1085–1092. [CrossRef]

33. Porter, N.A.; Caldwell, S.E.; Mills, K.A. Mechanisms of Free Radical Oxidation of Unsaturated Lipids. Lipids 1995, 30, 277–290.
[CrossRef]

34. Marchand, D.; Rontani, J.-F. Visible Light-Induced Oxidation of Lipid Components of Purple Sulfur Bacteria: A Significant Process
in Microbial Mats. Org. Geochem. 2003, 34, 61–79. [CrossRef]

35. Unanue, M.; Azúa, I.; Arrieta, J.; Labirua-Iturburu, A.; Egea, L.; Iriberri, J. Bacterial Colonization and Ectoenzymatic Activity
in Phytoplankton-Derived Model Particles: Cleavage of Peptides and Uptake of Amino Acids. Microb. Ecol. 1998, 35, 136–146.
[CrossRef]

36. Kiørboe, T.; Grossart, H.-P.; Ploug, H.; Tang, K. Mechanisms and Rates of Bacterial Colonization of Sinking Aggregates. Appl.
Environ. Microbiol. 2002, 68, 3996–4006. [CrossRef]

37. Ogilby, P.R. Singlet Oxygen: There Is Indeed Something New under the Sun. Chem. Soc. Rev. 2010, 39, 3181–3209. [CrossRef]
38. Klaper, M.; Fudickar, W.; Linker, T. Role of Distance in Singlet Oxygen Applications: A Model System. J. Am. Chem. Soc. 2016,

138, 7024–7029. [CrossRef] [PubMed]
39. Murotomi, K.; Umeno, A.; Shichiri, M.; Tanito, M.; Yoshida, Y. Significance of Singlet Oxygen Molecule in Pathologies. Int. J. Mol.

Sci. 2023, 24, 2739. [CrossRef]
40. Skovsen, E.; Snyder, J.W.; Lambert, J.D.; Ogilby, P.R. Lifetime and Diffusion of Singlet Oxygen in a Cell. J. Phys. Chem. B 2005,

109, 8570–8573. [CrossRef]
41. Burot, C. Etude de La Dégradation Des Algues de Glace et Du Phytoplancton d’eau Libre En Zone Arctique: Impact de l’état de

Stress Des Bactéries Associées à Ce Matériel Sur Sa Préservation et Sa Contribution Aux Sédiments. Ph.D. Thesis, Aix-Marseille
University, Marseille, France, 2022.

42. Petit, M.; Sempéré, R.; Vaultier, F.; Rontani, J.-F. Photochemical Production and Behavior of Hydroperoxyacids in Heterotrophic
Bacteria Attached to Senescent Phytoplanktonic Cells. Int. J. Mol. Sci. 2013, 14, 11795–11815. [CrossRef] [PubMed]

43. Suwa, K.; Kimura, T.; Schaap, A.P. Reactivity of Singlet Molecular Oxygen with Cholesterol in a Phospholipid Membrane Matrix.
A Model for Oxidative Damage of Membranes. Biochem. Biophys. Res. Commun. 1977, 75, 785–792. [CrossRef]

44. Hurst, J.R.; Schuster, G.B. Nonradiative Relaxation of Singlet Oxygen in Solution. J. Am. Chem. Soc. 1983, 105, 5756–5760. [CrossRef]
45. Gehlen, M.; Beck, L.; Calas, G.; Flank, A.-M.; Van Bennekom, A.; Van Beusekom, J. Unraveling the Atomic Structure of Biogenic Silica:

Evidence of the Structural Association of Al and Si in Diatom Frustules. Geochim. Cosmochim. Acta 2002, 66, 1601–1609. [CrossRef]
46. Yuan, P.; Liu, D.; Zhou, J.; Tian, Q.; Song, Y.; Wei, H.; Wang, S.; Zhou, J.; Deng, L.; Du, P. Identification of the Occurrence of Minor

Elements in the Structure of Diatomaceous Opal Using FIB and TEM-EDS. Am. Mineral. 2019, 104, 1323–1335. [CrossRef]
47. Tian, Q.; Liu, D.; Yuan, P.; Li, M.; Yang, W.; Zhou, J.; Wei, H.; Zhou, J.; Guo, H. Occurrence of Structural Aluminium (Al) in Marine

Diatom Biological Silica: Visible Evidence from Microscopic Analysis. Ocean Sci. 2022, 18, 321–329. [CrossRef]
48. Walker, J.; Langer, G. Coccolith Crystals: Pure Calcite or Organic-Mineral Composite Structures? Acta Biomater. 2021, 125, 83–89.

[CrossRef] [PubMed]
49. Petit, M.; Suroy, M.; Sempere, R.; Vaultier, F.; Volkman, J.K.; Goutx, M.; Rontani, J.-F. Transfer of Singlet Oxygen from Senescent

Irradiated Phytoplankton Cells to Attached Heterotrophic Bacteria: Effect of Silica and Carbonaceous Matrices. Mar. Chem. 2015,
171, 87–95. [CrossRef]

50. Moore, T.S.; Dowell, M.D.; Franz, B.A. Detection of Coccolithophore Blooms in Ocean Color Satellite Imagery: A Generalized
Approach for Use with Multiple Sensors. Remote Sens. Environ. 2012, 117, 249–263. [CrossRef]

51. Perrot, L.; Gohin, F.; Ruiz-Pino, D.; Lampert, L.; Huret, M.; Dessier, A.; Malestroit, P.; Dupuy, C.; Bourriau, P. Coccolith-Derived
Turbidity and Hydrological Conditions in May in the Bay of Biscay. Prog. Oceanogr. 2018, 166, 41–53. [CrossRef]

https://doi.org/10.1126/science.1059707
https://www.ncbi.nlm.nih.gov/pubmed/11431568
https://doi.org/10.1038/35025044
https://www.ncbi.nlm.nih.gov/pubmed/11001053
https://doi.org/10.1038/s41598-018-22413-7
https://www.ncbi.nlm.nih.gov/pubmed/29515205
https://doi.org/10.1111/1462-2920.15835
https://doi.org/10.3390/molecules26051293
https://doi.org/10.1007/s11745-005-1364-6
https://doi.org/10.3390/microorganisms9040768
https://www.ncbi.nlm.nih.gov/pubmed/33917603
https://doi.org/10.1007/s11745-006-1164-z
https://doi.org/10.1007/BF02536034
https://doi.org/10.1016/S0146-6380(02)00192-4
https://doi.org/10.1007/s002489900068
https://doi.org/10.1128/AEM.68.8.3996-4006.2002
https://doi.org/10.1039/b926014p
https://doi.org/10.1021/jacs.6b01555
https://www.ncbi.nlm.nih.gov/pubmed/27187766
https://doi.org/10.3390/ijms24032739
https://doi.org/10.1021/jp051163i
https://doi.org/10.3390/ijms140611795
https://www.ncbi.nlm.nih.gov/pubmed/23736689
https://doi.org/10.1016/0006-291X(77)91541-8
https://doi.org/10.1021/ja00356a009
https://doi.org/10.1016/S0016-7037(01)00877-8
https://doi.org/10.2138/am-2019-6917
https://doi.org/10.5194/os-18-321-2022
https://doi.org/10.1016/j.actbio.2021.02.025
https://www.ncbi.nlm.nih.gov/pubmed/33631395
https://doi.org/10.1016/j.marchem.2015.02.007
https://doi.org/10.1016/j.rse.2011.10.001
https://doi.org/10.1016/j.pocean.2017.12.008


Microorganisms 2023, 11, 1565 15 of 17

52. Suh, H.; Lee, H.; Jung, J. Mycosporine Glycine Protects Biological Systems Against Photodynamic Damage by Quenching Singlet
Oxygen with a High Efficiency. Photochem. Photobiol. 2003, 78, 109–113. [CrossRef]

53. Torres, P.; Santos, J.P.; Chow, F.; Ferreira, M.J.P.; dos Santos, D.Y. Comparative Analysis of in Vitro Antioxidant Capacities of
Mycosporine-like Amino Acids (MAAs). Algal Res. 2018, 34, 57–67. [CrossRef]

54. Ingalls, A.E.; Whitehead, K.; Bridoux, M.C. Tinted Windows: The Presence of the UV Absorbing Compounds Called Mycosporine-
like Amino Acids Embedded in the Frustules of Marine Diatoms. Geochim. Cosmochim. Acta 2010, 74, 104–115. [CrossRef]

55. Weiss, E.L.; Cape, M.R.; Pan, B.J.; Vernet, M.; James, C.C.; Smyth, T.J.; Ha, S.-Y.; Iriarte, J.L.; Mitchell, B.G. The Distribution of
Mycosporine-like Amino Acids in Phytoplankton across a Southern Ocean Transect. Front. Mar. Sci. 2022, 9, 2133. [CrossRef]

56. Xiao, R.; Zheng, Y. Overview of Microalgal Extracellular Polymeric Substances (EPS) and Their Applications. Biotechnol. Adv.
2016, 34, 1225–1244. [CrossRef] [PubMed]

57. Decho, A.W.; Gutierrez, T. Microbial Extracellular Polymeric Substances (EPSs) in Ocean Systems. Front. Microbiol. 2017, 8, 922.
[CrossRef] [PubMed]

58. Roux, P.; Siano, R.; Collin, K.; Bilien, G.; Sinquin, C.; Marchand, L.; Zykwinska, A.; Delbarre-Ladrat, C.; Schapira, M. Bacteria
Enhance the Production of Extracellular Polymeric Substances by the Green Dinoflagellate Lepidodinium Chlorophorum. Sci.
Rep. 2021, 11, 4795. [CrossRef] [PubMed]

59. Amiraux, R.; Belt, S.T.; Vaultier, F.; Galindo, V.; Gosselin, M.; Bonin, P.; Rontani, J.-F. Monitoring Photo-Oxidative and Salinity-
Induced Bacterial Stress in the Canadian Arctic Using Specific Lipid Tracers. Mar. Chem. 2017, 194, 89–99. [CrossRef]

60. Volkman, J. Sterols in Microorganisms. Appl. Microbiol. Biotechnol. 2003, 60, 495–506. [CrossRef]
61. Amiraux, R.; Jeanthon, C.; Vaultier, F.; Rontani, J. Paradoxical Effects of Temperature and Solar Irradiance on the Photodegradation

State of Killed Phytoplankton. J. Phycol. 2016, 52, 475–485. [CrossRef]
62. Lund-Hansen, L.C.; Bjerg-Nielsen, M.; Stratmann, T.; Hawes, I.; Sorrell, B.K. Upwelling Irradiance below Sea Ice—PAR Intensities

and Spectral Distributions. J. Mar. Sci. Eng. 2021, 9, 830. [CrossRef]
63. Hashimoto, H.; Uragami, C.; Cogdell, R.J. Carotenoids and Photosynthesis. Carotenoids Nat. Biosynth. Regul. Funct. 2016, 79, 111–139.
64. Wu, M.; Zhu, R.; Lu, J.; Lei, A.; Zhu, H.; Hu, Z.; Wang, J. Effects of Different Abiotic Stresses on Carotenoid and Fatty Acid

Metabolism in the Green Microalga Dunaliella Salina Y6. Ann. Microbiol. 2020, 70, 48. [CrossRef]
65. Sun, T.; Rao, S.; Zhou, X.; Li, L. Plant Carotenoids: Recent Advances and Future Perspectives. Mol. Hortic. 2022, 2, 3. [CrossRef]
66. Cogdell, R.J.; Frank, H.A. How Carotenoids Function in Photosynthetic Bacteria. Biochim. Biophys. Acta (BBA)-Rev. Bioenerg. 1987,

895, 63–79. [CrossRef]
67. Papageorgiou, M.; Tselios, C.; Varotsis, C. Photoreduction of Carotenoids in the Aerobic Anoxygenic Photoheterotrophs Probed

by Real Time Raman Spectroscopy. J. Photochem. Photobiol. B Biol. 2020, 213, 112069. [CrossRef] [PubMed]
68. Goodwin, T. Nature and Distribution of Carotenoids. Food Chem. 1980, 5, 3–13. [CrossRef]
69. Hundle, B.; Alberti, M.; Nievelstein, V.; Beyer, P.; Kleinig, H.; Armstrong, G.; Burke, D.; Hearst, J. Functional Assignment of

Erwinia Herbicola Eho10 Carotenoid Genes Expressed in Escherichia Coli. Mol. Gen. Genet. MGG 1994, 245, 406–416. [CrossRef]
70. Kim, S.H.; Lee, P.C. Functional Expression and Extension of Staphylococcal Staphyloxanthin Biosynthetic Pathway in Escherichia

Coli. J. Biol. Chem. 2012, 287, 21575–21583. [CrossRef]
71. Petit, M.; Bonin, P.; Amiraux, R.; Michotey, V.; Guasco, S.; Armitano, J.; Jourlin-Castelli, C.; Vaultier, F.; Méjean, V.; Rontani,

J.-F. Dynamic of Bacterial Communities Attached to Lightened Phytodetritus. Environ. Sci. Pollut. Res. 2015, 22, 13681–13692.
[CrossRef]

72. Dahl, T.; Midden, W.R.; Neckers, D. Comparison of Photodynamic Action by Rose Bengal in Gram-positive and Gram-negative
Bacteria. Photochem. Photobiol. 1988, 48, 607–612. [CrossRef]

73. Glaeser, S.P.; Grossart, H.; Glaeser, J. Singlet Oxygen, a Neglected but Important Environmental Factor: Short-term and Long-term
Effects on Bacterioplankton Composition in a Humic Lake. Environ. Microbiol. 2010, 12, 3124–3136. [CrossRef]

74. Lalucat, J.; Bennasar, A.; Bosch, R.; García-Valdés, E.; Palleroni, N.J. Biology of Pseudomonas Stutzeri. Microbiol. Mol. Biol. Rev.
2006, 70, 510–547. [CrossRef]

75. Biebl, H.; Allgaier, M.; Tindall, B.J.; Koblizek, M.; Lünsdorf, H.; Pukall, R.; Wagner-Döbler, I. Dinoroseobacter Shibae Gen. Nov.,
Sp. Nov., a New Aerobic Phototrophic Bacterium Isolated from Dinoflagellates. Int. J. Syst. Evol. Microbiol. 2005, 55, 1089–1096.
[CrossRef]

76. Di Mascio, P.; Martinez, G.R.; Miyamoto, S.; Ronsein, G.E.; Medeiros, M.H.; Cadet, J. Singlet Molecular Oxygen Reactions with
Nucleic Acids, Lipids, and Proteins. Chem. Rev. 2019, 119, 2043–2086. [CrossRef] [PubMed]

77. Aerssens, D.; Cadoni, E.; Tack, L.; Madder, A. A Photosensitized Singlet Oxygen (1O2) Toolbox for Bio-Organic Applications:
Tailoring 1O2 Generation for DNA and Protein Labelling, Targeting and Biosensing. Molecules 2022, 27, 778. [CrossRef] [PubMed]

78. Ravanat, J.; Dumont, E. Reactivity of Singlet Oxygen with DNA, an Update. Photochem. Photobiol. 2022, 98, 564–571. [CrossRef]
[PubMed]

79. Guo, C.; Ding, P.; Xie, C.; Ye, C.; Ye, M.; Pan, C.; Cao, X.; Zhang, S.; Zheng, S. Potential Application of the Oxidative Nucleic Acid
Damage Biomarkers in Detection of Diseases. Oncotarget 2017, 8, 75767. [CrossRef] [PubMed]

80. Malyarchuk, S.; Youngblood, R.; Landry, A.M.; Quillin, E.; Harrison, L. The Mutation Frequency of 8-Oxo-7,8-Dihydroguanine
(8-OxodG) Situated in a Multiply Damaged Site: Comparison of a Single and Two Closely Opposed 8-OxodG in Escherichia Coli.
DNA Repair 2003, 2, 695–705. [CrossRef]

81. Glaeser, J.; Nuss, A.; Berghoff, B.; Klug, G. Singlet Oxygen Stress in Microorganisms. Adv. Microb. Physiol. 2011, 58, 141–173.

https://doi.org/10.1562/0031-8655(2003)078&lt;0109:MGPBSA&gt;2.0.CO;2
https://doi.org/10.1016/j.algal.2018.07.007
https://doi.org/10.1016/j.gca.2009.09.012
https://doi.org/10.3389/fmars.2022.1022957
https://doi.org/10.1016/j.biotechadv.2016.08.004
https://www.ncbi.nlm.nih.gov/pubmed/27576096
https://doi.org/10.3389/fmicb.2017.00922
https://www.ncbi.nlm.nih.gov/pubmed/28603518
https://doi.org/10.1038/s41598-021-84253-2
https://www.ncbi.nlm.nih.gov/pubmed/33637819
https://doi.org/10.1016/j.marchem.2017.05.006
https://doi.org/10.1007/s00253-002-1172-8
https://doi.org/10.1111/jpy.12410
https://doi.org/10.3390/jmse9080830
https://doi.org/10.1186/s13213-020-01588-3
https://doi.org/10.1186/s43897-022-00023-2
https://doi.org/10.1016/S0304-4173(87)80008-3
https://doi.org/10.1016/j.jphotobiol.2020.112069
https://www.ncbi.nlm.nih.gov/pubmed/33152639
https://doi.org/10.1016/0308-8146(80)90061-8
https://doi.org/10.1007/BF00302252
https://doi.org/10.1074/jbc.M112.343020
https://doi.org/10.1007/s11356-015-4209-0
https://doi.org/10.1111/j.1751-1097.1988.tb02870.x
https://doi.org/10.1111/j.1462-2920.2010.02285.x
https://doi.org/10.1128/MMBR.00047-05
https://doi.org/10.1099/ijs.0.63511-0
https://doi.org/10.1021/acs.chemrev.8b00554
https://www.ncbi.nlm.nih.gov/pubmed/30721030
https://doi.org/10.3390/molecules27030778
https://www.ncbi.nlm.nih.gov/pubmed/35164045
https://doi.org/10.1111/php.13581
https://www.ncbi.nlm.nih.gov/pubmed/34931317
https://doi.org/10.18632/oncotarget.20801
https://www.ncbi.nlm.nih.gov/pubmed/29088908
https://doi.org/10.1016/S1568-7864(03)00040-5


Microorganisms 2023, 11, 1565 16 of 17

82. Ighodaro, O.; Akinloye, O. First Line Defence Antioxidants-Superoxide Dismutase (SOD), Catalase (CAT) and Glutathione
Peroxidase (GPX): Their Fundamental Role in the Entire Antioxidant Defence Grid. Alex. J. Med. 2018, 54, 287–293. [CrossRef]

83. Michaels, M.; Miller, J.H. The GO System Protects Organisms from the Mutagenic Effect of the Spontaneous Lesion
8-Hydroxyguanine (7,8-Dihydro-8-Oxoguanine). J. Bacteriol. 1992, 174, 6321–6325. [CrossRef]

84. Chatterjee, N.; Walker, G.C. Mechanisms of DNA Damage, Repair, and Mutagenesis. Environ. Mol. Mutagen. 2017, 58, 235–263.
[CrossRef]

85. Conn, P.F.; Schalch, W.; Truscott, T.G. The Singlet Oxygen and Carotenoid Interaction. J. Photochem. Photobiol. B Biol. 1993, 17, 89.
[CrossRef]

86. Ezraty, B.; Gennaris, A.; Barras, F.; Collet, J.-F. Oxidative Stress, Protein Damage and Repair in Bacteria. Nat. Rev. Microbiol. 2017,
15, 385–396. [CrossRef] [PubMed]

87. Fasnacht, M.; Polacek, N. Oxidative Stress in Bacteria and the Central Dogma of Molecular Biology. Front. Mol. Biosci. 2021, 8, 671037.
[CrossRef] [PubMed]

88. Lim, P.; Wuenschell, G.E.; Holland, V.; Lee, D.-H.; Pfeifer, G.P.; Rodriguez, H.; Termini, J. Peroxyl Radical Mediated Oxidative
DNA Base Damage: Implications for Lipid Peroxidation Induced Mutagenesis. Biochemistry 2004, 43, 15339–15348. [CrossRef]

89. Cadet, J.; Wagner, J.R. DNA Base Damage by Reactive Oxygen Species, Oxidizing Agents, and UV Radiation. Cold Spring Harb.
Perspect. Biol. 2013, 5, a012559. [CrossRef] [PubMed]

90. Jin, S.-G.; Meng, Y.; Johnson, J.; Szabó, P.E.; Pfeifer, G.P. Concordance of Hydrogen Peroxide–Induced 8-Oxo-Guanine Patterns
with Two Cancer Mutation Signatures of Upper GI Tract Tumors. Sci. Adv. 2022, 8, eabn3815. [CrossRef]

91. Omar, N.M.; Prášil, O.; McCain, J.S.P.; Campbell, D.A. Diffusional Interactions among Marine Phytoplankton and Bacterioplank-
ton: Modelling H2O2 as a Case Study. Microorganisms 2022, 10, 821. [CrossRef] [PubMed]

92. Omar, N.M.; Fleury, K.; Beardsall, B.; Prášil, O.; Campbell, D.A. Genomic Capacities for Reactive Oxygen Species Metabolism
across Marine Phytoplankton. PLoS ONE 2023, 18, e0284580. [CrossRef]

93. Hahnke, S.; Tindall, B.J.; Schumann, P.; Sperling, M.; Brinkhoff, T.; Simon, M. Planktotalea Frisia Gen. Nov., Sp. Nov., Isolated
from the Southern North Sea. Int. J. Syst. Evol. Microbiol. 2012, 62, 1619–1624. [CrossRef]

94. Zou, S.; Zhang, Q.; Zhang, X.; Dupuy, C.; Gong, J. Environmental Factors and Pollution Stresses Select Bacterial Populations in
Association with Protists. Front. Mar. Sci. 2020, 7, 659. [CrossRef]

95. Shin, H.; Lee, E.; Shin, J.; Ko, S.-R.; Oh, H.-S.; Ahn, C.-Y.; Oh, H.-M.; Cho, B.-K.; Cho, S. Elucidation of the Bacterial Communities
Associated with the Harmful Microalgae Alexandrium Tamarense and Cochlodinium Polykrikoides Using Nanopore Sequencing.
Sci. Rep. 2018, 8, 5323. [CrossRef] [PubMed]

96. Barak-Gavish, N.; Frada, M.J.; Ku, C.; Lee, P.A.; DiTullio, G.R.; Malitsky, S.; Aharoni, A.; Green, S.J.; Rotkopf, R.; Kartvelishvily, E.
Bacterial Virulence against an Oceanic Bloom-Forming Phytoplankter Is Mediated by Algal DMSP. Sci. Adv. 2018, 4, eaau5716.
[CrossRef] [PubMed]

97. Ramanan, R.; Kim, B.-H.; Cho, D.-H.; Oh, H.-M.; Kim, H.-S. Algae–Bacteria Interactions: Evolution, Ecology and Emerging
Applications. Biotechnol. Adv. 2016, 34, 14–29. [CrossRef] [PubMed]

98. Dang, H.; Lovell, C.R. Bacterial Primary Colonization and Early Succession on Surfaces in Marine Waters as Determined by Amplified
RRNA Gene Restriction Analysis and Sequence Analysis of 16S RRNA Genes. Appl. Environ. Microbiol. 2000, 66, 467–475. [CrossRef]

99. Wagner-Döbler, I.; Thiel, V.; Eberl, L.; Allgaier, M.; Bodor, A.; Meyer, S.; Ebner, S.; Hennig, A.; Pukall, R.; Schulz, S. Discovery of
Complex Mixtures of Novel Long-chain Quorum Sensing Signals in Free-living and Host-associated Marine Alphaproteobacteria.
ChemBioChem 2005, 6, 2195–2206. [CrossRef]

100. Long, R.A.; Azam, F. Microscale Patchiness of Bacterioplankton Assemblage Richness in Seawater. Aquat. Microb. Ecol. 2001,
26, 103–113. [CrossRef]

101. Wadhwa, N.; Berg, H.C. Bacterial Motility: Machinery and Mechanisms. Nat. Rev. Microbiol. 2022, 20, 161–173. [CrossRef]
102. Palma, V.; Gutiérrez, M.S.; Vargas, O.; Parthasarathy, R.; Navarrete, P. Methods to Evaluate Bacterial Motility and Its Role in

Bacterial–Host Interactions. Microorganisms 2022, 10, 563. [CrossRef]
103. Amin, S.A.; Parker, M.S.; Armbrust, E.V. Interactions between Diatoms and Bacteria. Microbiol. Mol. Biol. Rev. 2012, 76, 667–684.

[CrossRef]
104. Mayali, X. Metabolic Interactions between Bacteria and Phytoplankton. Front. Microbiol. 2018, 9, 727. [CrossRef]
105. Cirri, E.; Pohnert, G. Algae− Bacteria Interactions That Balance the Planktonic Microbiome. New Phytol. 2019, 223, 100–106.

[CrossRef] [PubMed]
106. Sonnenschein, E.C.; Syit, D.A.; Grossart, H.-P.; Ullrich, M.S. Chemotaxis of Marinobacter Adhaerens and Its Impact on Attachment

to the Diatom Thalassiosira Weissflogii. Appl. Environ. Microbiol. 2012, 78, 6900–6907. [CrossRef] [PubMed]
107. Boyeldieu, A.; Poli, J.; Ali Chaouche, A.; Fierobe, H.; Giudici-Orticoni, M.; Méjean, V.; Jourlin-Castelli, C. Multiple Detection of

Both Attractants and Repellents by the DCache-chemoreceptor SO_1056 of Shewanella Oneidensis. FEBS J. 2022, 289, 6752–6766.
[CrossRef]

108. Li, S.; Chu, Y.; Xie, P.; Xie, Y.; Chang, H.; Ho, S.-H. Insights into the Microalgae-Bacteria Consortia Treating Swine Wastewater:
Symbiotic Mechanism and Resistance Genes Analysis. Bioresour. Technol. 2022, 349, 126892. [CrossRef]
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