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Abstract

Solid-state *C NMR and FTIR spectroscopy were applied to establish the chemical features of bulk mucous
macroaggregates of phytoplanktonic origin at two different depths, surface and bottom, in the Gulf of Trieste
(northern Adriatic Sea) in June 2000. The bottom sample was poor in organic matter (5% C,,,,, 0.5% N,,,) compared
to the surface sample (17.2% C,,,, 1.2% N,,,) and contained mostly senescent and degraded cells. An increase in
mineral particles (quartz and calcite) was also evident. This was due to the degradation of the organic fraction
and the contribution of bottom sediment resuspension. The *C-NMR-based estimate showed the approximate
composition of sampled macroaggregates: 26% aliphatic C, 14% O/N alkyl structures, 39% carbohydrates, 15%
aromatic and olefinic C and 6% ester and/or amide C. The solid-state *C NMR spectrum of the sedimented

macroaggregate revealed the preservation of aliphatic (lipidic) material and a portion of the labile nitrogen-

containing compounds.
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Introduction

Periodically observed macroaggregates in the
northern Adriatic sea are primarily the product of
the agglomeration of macromolecules originating
from phytoplankton (mostly diatom) exudates into
macrogels."? This process is important in understanding
the cycling of organic matter in the sea (an important
natural reservoir of organic carbon on the Earth)® as
well in other natural waters. The macroaggregates in
the northern Adriatic offer a rare opportunity to study
the agglomeration of marine macromolecular dissolved
organic matter into macrogels and particulate organic
matter. The mucous macroaggregates accumulate
at boundaries, such as the sediment-water, air-sea
interfaces and the pycnocline, due to the tendency of
dissolved organic matter to concentrate in these layers.*

Different spectroscopic techniques were used to
study the composition of dissolved or particulate organic
matter. Among them, NMR and FTIR spectroscopy
emerged as the most useful techniques.”'” In many cases
only the combination of different techniques enables
adequate composition determination, especially in the
cases of complex structures and/or low solubility.

Previous chemical analyses of mucous macroag-

gregates revealed a very complex chemical composition.
The aggregates are composed of four major classes of
structural elements: heteropolysaccharides, ester and
amide functional groups, aliphatic and organosilicon
components.'"'? The macroaggregates are predomi-
nately composed of a saccharidic matrix with accumu-
lated lipidic refractory substances.'*!* This composition
is supported by a higher C/N ratio which is due to a
lower protein content,”'® mostly from plankton cells."’
The macroaggregate gel is stabilized by organo-mineral
interactions with calcite, quartz and clay minerals.>'
The study of temporal changes in macroaggregate com-
position revealed a relative increase of organosilicon
and aliphatic components bonded to carbohydrates
through the ester and amide groups, and a decrease in
the carbohydrate component.” The temporal decrease
in carbohydrate content is due to microbial and pho-
tochemical degradation, which cleaves the glycoside
bonds."

In the present study, FTIR and the solid-state
BC NMR spectroscopy were applied to establish the
chemical features of two different samples of mucous
macroaggregates from the Gulf of Trieste, one collected
at the sea surface (surface sample) and the other at the
sea bottom (bottom sample).
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Experimental

Sampling

Mucous macroaggregates were collected during
the mucilage event in June 2000 in the southeastern part
of the Gulf of Trieste (northern Adriatic Sea, Slovenia).
The first sample was collected by hand on June 13 at
the sea surface. SCUBA divers collected the second
sample at the sea bottom on June 26. Surface aggregates
formed huge white- yellowish gelatinous surface layers
of spongy consistency while the bottom macroaggregate
was in the form of a cloud of grey/brown coloured
non sticky material. Samples were freeze-dried and
subsequently washed several times with a small volume
of Milli-Q water to remove salt. Dried samples were
used for C and N elemental, FTIR and solid-state *C
NMR analyses. For biological analyses, formalin-fixed
samples of gelatinous material were used (volume
approx. 100 ml, 2% final concentration).

Analyses

The microscopic composition of the mucous was
determined by using transmittal and epifluorescent
microscopy to check for live autotrophic organisms.
A small piece of gel was pinched off the spongy
material and placed on a microscope slide. Microscopic
observations of three replicates of each sample were
made at 200x and 400x magnification. The nature of the
examined material, i.e. its stickiness and heterogeneity,
allowed us to make only a rough estimation of the
abundance of organisms and particles found.

The organic carbon (OC), total nitrogen (N) and
total hydrogen (H) contents of the freeze-dried and
acid-washed (1M HCI) samples were determined with
a Carlo Erba model 1108 elemental analyzer."

FTIR spectra were obtained on a Perkin-Elmer
System 2000 using KBr pellets. Solid-state C NMR
spectra were acquired using a Varian Unity plus 300
MHz spectrometer. The rotor was spun at the magic
angle (54.7°). The experimental conditions were:
spectrometer frequency 76.19 MHz, number of scans
22884 and 32576, pulse width 9 ps, spectral width 20
kHz and pulse delay 2 s.

Results

Microscopic composition of mucous

Although sampled at different times and depths
(surface vs. bottom samples), the two types of
macroaggregates showed similarities, which revealed
the heterogeneous nature of the samples with regard
to organisms, particles and unidentified structures, and
in phytoplankton composition.

The material constituting the surface
macroaggregates was very dense and gelatinous,

white-yellow to brown with many gas bubbles
(Figure 1), while that of the bottom aggregates was more
compact/firm and grey/brown probably due to many
sediment particles embedded within. In both samples
the predominant phytoplankton group was that of
diatoms and among them Cylindrotheca closterium was
by far the predominant species.

Figure 1. Light microscopy (200x magnification) of the dense
and gelatinous material of surface macroaggregate.

In addition to C. closterium, pelagic diatoms like
Cyclotella sp. and Pseudo-nitzschia pseudodelicatissima
were also abundant in the surface mucous sample,
the latter being mostly senescent. Other diatoms, e.g.
genus Rhizosolenia, were present mainly as empty
frustules. A high species diversity of dinoflagellates
was observed in the same sample, especially of the
genus Prorocentrum; however, empty thecae prevailed
over live cells. Live specimens were found associated
with the species P, triestinum, P minimum, P micans,
P, gracile, Heterocapsa sp., and a naked Gymnodinium-
like dinoflagellate. Some dinoflagellates went through
encystment. In addition to diatoms, small (~10 um)
autotrophic unidentified flagellates were also very
abundant and alive. Members of a class of pelagic
unicellular phytoplankters with a calcite skeleton, i.e.
coccolithophorids, were mainly dead and broken, so
quantities of their skeletal elements, coccoliths, were
dispersed in the gelatinous organic material. A variety
of other organisms and/or parts of organisms (bacteria,
zooplankton and related remains such as crustacean
cuticles and antennae, faecal pellets), detritus and
mineral particles were also found enclosed in the matrix,
indicating intense scavenging processes.

As already mentioned, a “community” of organisms
and particles and the same predominant live species
— C. closterium, quite similar to the surface sample,
were observed in the bottom macroaggregate, sampled
two weeks later. The most evident difference was the
presence of many senescent and degraded cells, as
well as minerals. Although diatoms were the prevailing
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group, besides C. closterium, only benthic live species
colonized the mucous (genera Pleurosigma, Gyrosigma,
Nitzschia, Navicula, Amphora etc.) in contrast to pelagic
species in the surface sample. Pelagic diatoms were
found in the bottom sample only as broken frustules.
The composition of dinoflagellates was similar to
that of the surface macroaggregates and, again, dead
organisms and empty thecae (P aporum, P. gracile,
Ceratium spp.) prevailed over live forms (P, gracile and
Dinophysis sacculus). Small, naked phytoflagellates were
observed in high quantities as well, whereas neither
coccolithophorides nor their skeletal elements were
present in the bottom macroaggregate.

Elemental Analyses

Elemental analyses of both samples showed
different contents of organic carbon and total nitrogen,
17.2% C,,, and 1.2% N, for the surface sample and
5% C,,, and 0.5% N, for the bottom sample. During
the acid treatment of samples some hydrolysis could
proceed. The maximal loss of acid-soluble components
up to 17 wt.% of suspended particulate matter was

previously estimated.'®

FTIR

The FTIR spectra of both samples (Figs. 2a and
2b) showed similar bands originating from vibrations
of organic (proteins, polysaccharides) and inorganic
(carbonates and silicates) components, although
differences were evident in their relative intensities.

The broad band between 3700 and 3000 cm™
indicates a wide range of hydrogen bond lengths and
orientations" mostly corresponding to the OH and NH
groups. The presence of CH, and CH, alkyl groups is
indicated from a sharp stretching absorption around
2922 cm™ and a weaker one around 2852 cm™. Aliphatic
C-H deformation vibrations of the methyl and methylene
groups could contribute to the bands around 1430 cm™.
The 1636 cm™ absorption was more pronounced in the
sample of surface macroaggregates. It can be assigned
to OH bending of water, overlapping with the Amide I
(predominantly p-sheet structure) primarily consisting
of the carbonyl stretching vibration of the peptidic bond.
The Amide I band lies close to the H,0O band (OH
bending) and is the most characteristic band for proteins
in water solutions.”* However, other groups such as
COO, C=C bands of aromatic ring and/or olefins C=C
could contribute to this band as well.?*

The Amide II vibration can be found around 1544
cm’ consisting of a C-N stretching vibration coupled
with a C-N-H bending vibration. In the spectrum of the
bottom sample, the Amide II peak is probably masked
by the strong band at 1430 cm™. This band could be
attributed to the carbonates” together with the band at
876 cm™ and low-intensity bands at 1796 and 712 cm™.

Furthermore, the peak at 2524 cm™ (combination band
v(CO;%) + v, (CO,%)), present in the spectrum of the
bottom macroaggregate (Figure 2b), demonstrates the
higher carbonate content in this sample.*
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Figure 2a. FT-IR spectrum of macroaggregate collected on June
13, 2000 at the sea surface.
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Figure 2b. FT-IR spectrum of macroaggregate collected on June
26, 2000 at the sea bottom.

In addition to carbonates, we also observed the
existence of silicates””* with the absorption bands at
1083, 1030, ~800 and 472 cm’’. Normalization to the
silicate band at 1030 cm™ clearly showed that modes
other than silicates are present in the band at 1083 cm™
(Figure 3). This band can be ascribed to polysaccharides
with characteristic bands at 1100 and 1083 cm™. It is
more intense in the spectrum of the surface sample
thus confirming its higher content of organic matter.
Normalization also confirmed that, with regard to
silicates, more carbonates are present in the bottom
sample. The band around 920 cm™ is probably due
to Si-OH stretching (silanes/silanols),” and was more
pronounced in the spectrum of the surface sample. The
most characteristic bands of silicates and organosilicon
compounds®***! appear in the spectral range 900-1200
cm™ coinciding with the most characteristic absorption
bands of polysaccharides (900-1200 cm™) and other C-O
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stretching vibrations. Another weak band was identified
in the FTIR spectrum of the surface sample, i.e. at 1260
cm’, which is probably due to C-O stretching of ethers™
and/or OH in-plane bending. Weak signals between
1720-1740 cm™ indicate the presence of C=0 carboxylic
and/or carbonylic groups.
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Figure 3. Normalization to the silicate band at 1030 cm™ showed
that modes other than silicates are present in the band at 1083 cm™.
This band can be ascribed to polysaccharides with characteristic
bands around 1100 and 1084 cm™.

NMR

BC NMR spectra of analyzed macroaggregates
(Figs. 4a and 4b) showed major spectral bands including
alkyl C (8 = 0-45 ppm), O/N-alkyl C (8 = 45-110 ppm),
olefinic/aromatic C (8 = 110-160 ppm) and carboxyl/
carbonyl/amide C (8 = 160-220 ppm) resonances.”
The broad signal between 6 = 15-50 ppm indicates the
heterogeneity of alkyl carbon.” The peak at § = 30 ppm
corresponds to (CH,)n chains and the signal at & = 22-23
ppm is due to tertiary or quaternary carbons while the
peaks around 6 = 15 ppm indicate the contribution of
CH, groups.” The other main peaks were assigned to
carbons a to C-O or C-N functions (6 = 57 ppm), while
the signals around 6 = 72 ppm and é = 103-105 ppm
(glycosidic C-O) represent mostly polysaccharides. The
olefinic and/or aromatic C (8 = 120-130 ppm), and ester
and/or amide C (6 = 173 ppm) signals are also present.
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Figure 4a. Solid-state *C-NMR spectrum'? of the surface

macroaggregate sample collected in the Gulf of Trieste on
June 13, 2000.
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Figure 4b. Solid-state *C-NMR spectrum of the sedimented
macroaggregate sample collected in the Gulf of Trieste on
June 26, 2000.

Discussion

FTIR and C NMR spectroscopic analyses
supported the general composition of the organic
matrix of mucous macroaggregates consisting of four
major structural elements: polysaccharides, aliphatic
component, functional groups such as the ester and
amide groups, and organosilicon compounds, as
has been previously established.>'? Accordingly to
our previous results,” the FTIR spectra showed the
presence of an inorganic component. However, the
spectra of both samples revealed some differences
in the vibrational modes of organic components
indicating ongoing transformation processes within the
macroaggregates.

Both FTIR spectra showed the same general
pattern and the main absorptions, but the relative
intensities of bands characteristic for minerals such as
quartz and calcite were higher in the bottom sample
spectrum. This higher relative abundance of a mineral
component in the sedimented macroaggregates is
due to degradation processes and the contribution
of sediment resuspension. Compared to the surface
sample, the bottom macroaggregates were poor in
organic material. The elemental analyses of surface
macroaggregates showed a higher content of organic
matter with a relatively high C, /N atomic ratio of
16.7 indicating fresher and less degraded organic
material. The same was observed from the microscopic
composition indicating that the surface sample consisted
mostly of live phytoplankton cells. The presence of very
abundant and live diatoms (fresh) was also indicated by
the FT-IR spectrum of the surface sample including a
more pronounced band due to Si-OH stretching (silanes/
silanols). This is in accordance with the statement that
fresh diatoms have relatively high amounts of Si-OH
groups.”*” In contrast, the bottom sample contained
a much greater quantity of organisms and particles,
including sediment grains, embedded in the compact
bottom-mucous sample. Many of zooplankton remains
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(mainly crustacean), pollen grains, dinoflagellate cysts
and unidentified, highly decomposing particles were
also found.

Using the relative intensities of the main *C-NMR
regions®**” in the surface sample, aliphatic C comprises
approximately 26%, O/N alkyl structures 14%,
carbohydrates 39%, aromatic and olefinic C 15% and
ester and/or amide C 6%. Despite the direct comparison
of these data with “classic” chemical analyses is not
possible (heterogenous samples, different methods,
standards and specific compunds) our previous results
on macroaggregate composition'’ using colorimetric
method (phenol-sulphuric acid method) showed
similar total carbohydrate content. Some differences
in the relative intensities in the spectrum of the bottom
macroaggregate sample were observed. A decrease of
peak intensities in the glycosidic C region indicates
the high degradation of polysaccharides*'* in the
bottom sample. A lower content of carbohydrates was
also evident from the FT-IR spectrum of the bottom
sample (Figure 2b). The most characteristic absorption
of polysaccharides at 1110 cm™ was more evident in
the FT-IR spectrum of the surface sample (Figure
2a). The *C NMR spectrum of the bottom sample of
macroaggregates also revealed an increase of signals in
the region from 45 to 60 ppm, which could be assigned
to alkyl C atoms bound to different heteroatoms. These
signals could be attributed to different branched alkyl
C atoms (secondary, tertiary C atoms). Taking into
account the lower C/N ratio of the bottom sample,
the contribution of N-alkyl C atoms seems to be more
relevant. A marked increase in C/N ratio is usually
consistent with the hydrolysis of amide bonds.” The
observed increase of signals in the O/N-substituted alkyl-
C region indicates the preservation of a portion of the
labile nitrogen-containing materials during the mucilage
event. Additionally, a more pronounced resonance
around 173 ppm (about 13%) suggests a higher degree
of oxidative degradation or/and a greater contribution
of amide-C.

These features might result from the degradation
of proteinaceous matter and the subsequent reaction
of bioorganic residues to complex and extensive
crosslinked matured structures. The macroaggregate
biopolymers are subjected to various chemical
transformations including degradation-recondensation
and condensation-polymerization with other low
molecular weight compounds, as well as photochemical
transformations." During degradation, proteins and
polypeptides may undergo chemical transformations,
including Shiffs-base condensation with sugars, to
become insoluble and resistant to enzymatic attack.™ It
was also suggested that proteinaceous material could be
stabilized and preserved through encapsulation inside
the macromolecular matrix.** On the other hand,

minerals can play an important role in organic matter
preservation through sorptive protection on minerals**
“ and they may also promote condensation reactions.®
The preservation of organic matter has been also found
in sinking marine particles where minimal changes
occurred in the bulk organic composition, despite
extensive degradation, because the organic matter was
protected from degradation by inorganic components.’®
In this context, the silica matrix was suggested to be
important for the preservation of amino acids through
a refractory protein-silica complex of diatom cells.*®

In the diatom cell wall, silica is surrounded by an
organic layer (silicalemma), which plays a protective
role in preventing dissolution of silica into the aqueous
environment.*” Moreover, it resists dissolution even
under treatments that completely dissolve the silica.
Insight into the nature of this organic matrix has been
recently gained through the work of Kroger et al.**™
and Poulsen et al.” identifying silaffins (biosilica-
associated peptides) and long-chain polyamines, both
of which accelerate silica formation from a silicic
acid solution in vitro, as constituents of biosilica.
The silicalemma proteins are most probably highly
cross-linked and unisolatable as individual entities.”
According to the importance of diatoms in mucilage
events, the contribution of the previously mentioned
proteins (through the maturation processes) to
preserved N-organic component of macroaggregates
could be proposed. In addition, the cell walls of other
marine phytoplankton (also present in macroaggregates
samples such as dinoflagellate, cyanobacterium...)™ and
bacteria could also be the source of resistant (refractory)
proteinaceous or/and lipidic material.

Previous study of long-term (3 months)
transformation of organic components in mucous
macroaggregates showed that “maturation/ageing”
processes proceeded through a relative increase of
aliphatic structures - i.e., lipids, and a decrease in
carbohydrates,” which was probably due to the microbial
and photochemical degradation*!! of algal reserve
polysaccharides. The study of the chemical composition,
presented in this work, showed similar transformations
of the bottom sample, i.e., an increase of aliphatic
structures and the degradation of glycoside linkages.
The increased hydrophobic character of organic
material during diagenesis progression has already been
suggested (indicated) for detritus and kerogen.”

Conclusions

Bulk macrooaggregates collected in the Gulf
of Trieste revealed that the bottom sample was poor
in organic matter, i.e. organic carbon and nitrogen,
compared to the surface sample, due to degradation
processes and sedimentation. Microscopic analyses
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of surface samples showed a predominance of live
phytoplankton cells in contrast to the bottom sample
which contained mostly senescent and degraded cells
and mineral particles. The higher relative abundance
of the mineral component of quartz and calcite in the
bottom macroaggregates, decoded by relative intensities
in FTIR spectra, was due to degradation of the organic
fraction and the contribution of bottom sediment
resuspension. The relative increase of aliphatic
structures in the bottom macroaggregates, decoded by
BC NMR, is most probably due to the microbial and
photochemical transformation of olefins. FTIR and
solid-state >C NMR spectra of bottom macroaggreagtes
revealed that a portion of the labile nitrogen-containing
compounds in macroaggregates is preserved during
macroaggregate degradation and sedimentation. Our
results confirm that FTIR and solid-state *C NMR are
powerful and complementary methods for chemical
composition studies of complex organic matter in
natural waters. Undoubtedly, the study of the origin
and preservation of organic matter in the marine
environment is a very complex problem. However, this
work contributes an insight into the cycling of organic
matter in the sea.

References

1. W.-C. Chin, M. V. Orlleana, P. Verdugo, Nature 1998, 391,
568-572.
2. N. Kovac, O. Bajt, J. Faganeli, B. Sket, B. Orel, Mar:
Chem. 2002, 78,205-215.
3. J. 1. Hedges, R. G. Keil, Mar. Chem. 1995, 49, 81-115.
4. S.M. Libes, An Introduction To Marine Biogeochemistry;
John Wiley and Sons, Inc., N.Y., 1992, 734 pp.
5. J. 1. Hedges, J. A. Baldock, Y. Gélinas, C. Lee, M.
Peterson, S. G. Wakeham, Nature 2001, 409, 801-804.
6. L. G. Benning, V. R. Phoenix, N. Yee, K. O. Konhauser,
Geochim. Cosmochim. Acta 2004, 68, 743-757.
7. J. 1. Hedges, J. A. Baldock, Y. Gélinas, C. Lee, M. L.
Peterson, S. G. Wakeham, Mar. Chem. 2002, 78, 47-63.
8. X. Zang, R. T. Nguyen, H. R. Harvey, H. Knicker,
P. G. Hatcher, Geochim. Cosmochim. Acta 2001, 65,
3299-3305.
9. A. Gutierrez, P. Bocchini, G. C. Galletti, A. T. Martinez,
Appl. Environ. Microbiol. 1996, 62, 1928-1934.
10. S. W. Chang Chien, C. C. Huang, M. C. Wang, Int. J. Appl.
Sci. Eng. 2003, 1, 62-71.
11. N. Kovac, J. Faganeli, B. Sket, O. Bajt, Org. Geochem.
1998, 29, 1623-1634.
12. N.Kovac, J. Faganeli, O. Bajt, B. Sket, B. Orel, N. Penna,
Org. Geochem. 2004, 35, 1095-1104.
13. S. M. Myklestad, Sci. Tot. Environ. 1995, 165, 155-164.
14. F Baldi, A. Minacci, A. Sailot, L. Mejanelle, P. Mozetic, V.
Turk, A. Malej, Mar. Ecol. Prog. Ser. 1997, 153, 45-57.

15. J. Faganeli, N. Kovac¢, H. Leskovsek, J. Pezdic,
Biogeochemistry 1995, 29, 71-88.

16. N.Penna, S. Capellacci, E. Ricci, N. Kova¢, Anal. Bioanal.
Chem. 2003, 376, 436-439.

17. N. Posedel, J. Faganeli, Mar. Ecol. Prog. Ser. 1991, 77,
135-145.

18. J. 1. Hedges, J. H. Stern, Limnol.Oceanogr. 1984, 29,
657-663.

19. W. E. Wolkers, A. E. Oliver, F. Tablin, J. H. Crowe,
Carbohydr. Res. 2004, 339, 1077-1085.

20. Y. Zegouagh, S. Derenne, C. Largeau, P. Bertrand, M.
Sicre, A. Saliot, B. Rousseau, Org. Geochem. 1999, 30,
101-117.

21. J. Grdadolnik, Acta Chim. Slov. 2003, 50, 777-788.

22. C-Y.Huang, Z. Getahun, Y.J. Zhu, J. W. Klemke, W. FE.
DeGrado, F. Gai, Proc. Natl. Acad. Sci. U. S. A. 2002, 99,
2788-2793.

23. G. Guggenberger, W. Zech, H. Schulten, Org. Geochem.
1994, 21, 51-66.

24. J.P.Kokinos, T. I. Eglinton, M A. Goni, J. J. Boon, P. A.
Martoglio, D. M. Anderson, Org. Geochem. 1998, 28,
265-288.

25. K. Ramseyer, T. M. Miano, V. D’Orazio, A. Wildberger, T.
Wagner, J. Geister. Org. Geochem. 1997, 26, 361-378.

26. J. W. T. Tung, P. A. Tanner, Mar. Chem. 2003, 80,
161-170.

27. H. H. W. Moenke, in: V. C. Farmer (Ed.): The infrared
spectra of minerals, Mineralogical Society, London, 1974,
pp 365-382.

28. L.J.Bellamy, The Infra-red Spectra of Complex Molecules.
Chapman and Hall, London, 1975, 433 pp.

29. S.Bourdon, F. Laggoun-Défarge, J. -R. Disnar, O. Maman,
B. Guillet, S. Derenne, C. Largeau, Org. Geochem. 2000,
31,421-438.

30. D. R. Anderson., in: A. L. Smith, (Ed.), Analysis of
Silicones; Wiley, NewYork, 1974, pp 264-286.

31. N. Groselj, M. Gaberscek, U. Opara Krasovec, B. Orel,
G. Drazi¢, P. Judenstein, Solid State Ionics 1999, 125,
125-133.

32. C. Cocozza, V. D’Orazio, T. M. Miano, W. Shotyk, Org.
Geochem. 2003, 34, 49-60.

33. R. Kiem, H. Knicker, M. Kdrschens, I. Kdgel-Knabner,
Org. Geochem. 2000, 31, 655-668.

34. A.Kamatani, Mar. Biol. 1971, 8, 89-95.

35. S. B. Rice, H. Freund, W. -L. Huang, J. A. Clouse, C.
M. Isaacs, J. Sedim. Res. 1995, Section A-Sedimentary
Petrology and Processes, pp. 639-647.

36. J. D. A.van Heemst, L. Megens, P. G. Hatcher, J. W. de
Leeuw, Org. Geochem.. 2000, 31, 847-857.

37. N. Maie, C. Y. Yang, T. Miyoshi, K. Parish, R. F. Jaff¢,
Limnol. Oceanogr: 2005, 50, 23-35.

38. R.G. Keil, D. L. Kirchman. Limnol. Oceanogr. 1993, 38,
1256-1270.

39. R. T. Nguyen, H. R. Harvey, Org. Geochem. 2003, 34,
1391-1403.

Kovac et al. Degradation and Preservation of Organic Matter in ...



Acta Chim. Slov. 2006, 53, 81-87

40.

41.

42.
43.

44.

45.

46.

X. Zang, P. G. Hatcher, Org. Geochem. 2002, 33,
201-211.

H. Knicker, P. G. Hatcher, Naturwissenschafen 1997, 84,
231-234.

L. M. Mayer, Chem. Geol. 1994, 114, 347-363.

L. M. Mayer, Geochim. Cosmochim. Acta 1999, 63,
207-215.

R. G. Keil, D. B. Montlucon, E. G. Prahl, J. I. Hedges,
Nature 1994, 370, 549-552.

M. J. Collins, A. N. Bishop, P, Farrimond, Geochim.
Cosmochim. Acta 1995, 59, 2387-2391.

R. T. Nguyen, H. R., Harvey, Org. Geochem. 1997, 27,
115-128.

Povzetek

47.
48.

49.

50.

S1.

52.
53.

K. D. Bidle, F. Azam, Nature 1999, 397, 508-512.

N. Kroger, R. Deutzmann, M. Sumper, Science 1999, 286,
1129-1132.

N. Kroger, R. Deutzmann, C. Bergsdorf, M. Sumper,
Proc. Natl. Acad. Sci. U. S. A. 2000, 97, 14133-14138.
N. Kroger, S. Lorenz, E. Brunner, M. Sumper, Science
2002, 298, 584-586.

N. Poulsen, M. Sumper, N. Kroger, Proc. Natl. Acad. Sci.
U. S. A. 2003, 100, 12075-12080.

M. Hildebrand, Prog. Org. Coat. 2003, 47, 256-266.

N. Kovag, P. Mozetic, J. Trichet, C. Défarge, Mar. Biol.
2005, 147, 261-271.
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spektroskopije. Glede na povrSinski vzorec je pridneni vzorec vseboval manj organske snovi, ve¢ pa odmrlih celic
ter celic v fazi razgradnje. V pridnenem vzorcu smo zasledili tudi vecjo vsebnost mineralnih delcev (kremen in
kalcit), kar je predvsem posledica razgradnje organske frakcije in prispevka resuspenzije sedimenta. *C NMR
spekter trdnega sedimentiranega pridnenega vzorca kaze tudi na ohranjanje alifatske komponente (lipidi) in dela

labilne, dusik vsebujoce snovi.

Kovac et al. Degradation and Preservation of Organic Matter in ...

87




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages false
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages false
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 2400
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /Description <<
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308030d730ea30d730ec30b9537052377528306e00200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /FRA <>
    /DEU <>
    /PTB <>
    /DAN <>
    /NLD <>
    /ESP <>
    /SUO <>
    /ITA <>
    /NOR <>
    /SVE <>







    /HEB (Use these settings to create PDF documents with higher image resolution for high quality pre-press printing. The PDF documents can be opened with Acrobat and Reader 5.0 and later. These settings require font embedding.)
    /ENU <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


