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Microbial Silicification in Sinters from Two Terrestrial Hot
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Silicification of microbial communities is the most pervasive
form of mineralization in two terrestrial hot springs in the Uzon
Caldera. X-ray diffraction and electron microscopy reveal a diverse
sinter mineral assemblage dominated by opal-A with accessory sul-
fur, sulfides, alunite group minerals, oxides, and oxyhydroxides.
Aluminum laminations (reported for the first time) noted in one
deposit may slow opal-A transformational rates enabling mineral-
ized microbial remnants to exist longer in the rock record. Although
preservation of microbial forms decreases over time, the collective
mineral assemblage and patterning suggests that they are the most
persistent lines of evidence of life in the geologic record.

Keywords silicification, bacteria, Kamchatka, Uzon, hot springs

INTRODUCTION
Terrestrial hot springs are active sites of siliceous sinter for-

mation throughout the world (Braunstein and Lowe 2001; Cady
and Farmer 1996; Konhauser et al. 2001, 2004; Mountain et al.
2003; Rodgers et al. 2004; Phoenix et al. 2006; Kyle et al. 2007).
Given the extreme environmental settings in which sinters form
(terrestrial hydrothermal areas) sinters have attracted attention
of the scientists because it is thought they form in conditions
similar to those of early Earth (Konhauser et al. 2001; Russell
et al. 2005). The search for evidence of life in early Earth rocks
(Walsh and Lowe 1983; Walsh 1992; Rosing 1999; Altermann
2001; Westall et al. 2001; Schopf et al. 2002; Knoll 2003) as well
as on other planets (Romanek et al. 1994; McKay et al. 1996;
Russell et al. 2005) and moons, has led researchers to study
modern sinters as they contain active sites of microbial activity
that: (1) rapidly mineralize both live and remnants of recently
lysed cells; (2) appear to exhibit a preservation bias towards
microorganisms with thick sheaths; and (3) bind metallic ions
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to cell surfaces, which facilitates silicification (Konhauser et al.
2003) and enhances the preservation of original morphologies
of mineralized organisms (Ferris et al. 1988).

The goal of this study is to characterize the mineral assem-
blage and the silicification of microorganisms in sinters and
associated mats from two hot springs in the Uzon Caldera,
Kamchatka, Russia. Microbial identification in the Uzon using
molecular and culturing methods is undergoing investigation
(e.g., Bonch-Osmolovskaya et al. 1999; Prokofeva et al. 2005;
Slepova et al. 2006; Zhang et al. 2006: Zhao et al. 2006) how-
ever it is beyond the scope of this study. The intent herein is
to identify minerals, examine microbial morphotypes, both liv-
ing and mineralized, and characterize the spatial relationships
between microbial forms and mineralized zones. These silica
microbe-mineral relationship provides a framework for insights
into other chemical reaction pathways that lead to the forma-
tion of phases from mineral groups such as the phyllosilicates,
khandites, sulfides, sulfates, and hydroxides.

Geology of the Uzon
The Uzon Caldera is approximately 7 × 10 km in dimen-

sion and is located within the Eastern Volcanic Zone of the
Kamchatka Peninsula, about 180 km north of the capital city
Petropavlovsk-Kamchatsky and 25 km inland from the Pacific
Ocean (Figure 1a, 1b). Pre-caldera volcanism occurred during
the mid Pleistocene, 225–370 thousand years ago (kya) and was
dominated by basaltic and minor andesitic lava flows and tuff
generation (Karpov 1995). During the mid-Upper Pleistocene
(175 kya and 225 kya) a series of explosive eruptions produced
felsic ignimbrite sheets associated with the Uzon Caldera. Post-
caldera activity consisted of the formation of a large lake basin
that persisted since 50 to 70 kya. A dacitic resurgent dome for-
mation event occurred 10 to 12 kya, where felsic tuffs where
intruded by dacites. An andesitic maar formed during the early
Holocene (Karpov 1995; Karpov and Naboko 1990). Glacial
activity has also molded the landscape of the caldera, as ice
sheets 100–150 m thick descended the slopes of the caldera
walls (Karpov 1995).
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FIG. 1. (a) Map of the Kamchakta Penninsula, Russia showing the Central Volcanic Zone (CVZ) and Eastern Volcanic Zone (EVZ). The Uzon Caldera is located
within the EVZ, which is southeast of the CVZ. (b) Satellite photo of the Uzon Caldera (photo from Landsat 7 Enhanced Thematic Mapper Plus (NASA) 15 m
resolution). The satellite photo of the Uzon Caldera contains five hydrothermal fields: West Thermal Field (WTF), central sector of Eastern Thermal Field (CTF),
Orange Thermal Field (OTF), North Thermal Field (NTF), and eastern sector of Eastern Thermal Field (ETF). Jenn’s Pools (JK) are located within the central
thermal field along Winding Stream, which flows into Chloride Lake (CL). The large Maar Lake and Mt. Uzon are prominent features of the caldera. (c) Oblique
view of Winding Stream (average discharge into Chloride Lake ∼2 l/s). The stream is mostly fed by Jenn’s Pools outflow. Vent 1 is located 13 m downstream from
Vent 2.

The Uzon Caldera contains five main hydrothermal fields:
Eastern east sector, Eastern central sector, North, West, and
Orange (Figure 1b), which collectively contain hundreds of
geothermal features located along a main fault trending WNW
and subsidiary faults trending NNE. Deep thermal waters are
sodium chloride-rich in composition and constitute the largest
active sulfide ore-forming hydrothermal system in the Kurile-
Kamchatka region (Karpov and Naboko 1990). Hydrothermal
activity is driven by a magma chamber situated 2–10 km below
the caldera floor (Karpov 1995). Colluvial deposition from the

caldera walls and alluvial deposits cover most of the geothermal
regions.

Field Site
Jenn’s Pools are located in the Eastern Central sector Thermal

Field (CTF; Figure 1b, c). They were chosen for study because
of their abundance of siliceous sinters forming around springs
and the visible association of microbial mats. The springs, re-
ferred to as Vent 1 and Vent 2 (Figure 2), are comprised of
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FIG. 2. Photographs of Jenn’s Pools comprised of Vent 1 and Vent 2. Sampling sites for Vent 1 (a), and Vent 2 (b) are shown with an asterisk, and are indicated
by the sample number. Surge maxima for Vent 2 are shown by the outer rim surrounding the vent (arrows), and surge minimum is confined within the vent. Close
up images of sinters collected from the field: Vent 1 (c) and Vent 2 (d). Knife blade and pencil shown for scale. (e) and (f) Cross-sections of the sinter and substrate
specimens collected Vents 1 and 2 respectively, for XRD analysis. The sinters comprise the upper millimeter to centimeter of the deposits. Rock underlying the
sinters is comprised mostly of dark gray to black and white clays (see figure 6). Samples shown are from Vent 1: (a) JK03-008 and from Vent 2: (b) JK03-032a
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TABLE 1
Physiochemical composition of Jenn’s Pools. Values are given

in ppm unless otherwise noted.

Vent 1 Vent 2

T (◦C)∗ 83 85
pH∗ 5.9 5.9
Eh (mV)∗ −240 −240
D/H −111.38 per mil −106.35 per mil
δ18O (SMOW) −14.51 per mil −13.66 per mil
Alkalinity (CaCO3) 220 160–180
∗SO2−∗

4 130–188 124–300
PO3−∗

4 1.5−1.9 0.35−1.81
NO−∗

3 4.0 0.7
NO−∗

2 0.019 0.025
DO∗ 0.3−1.8 1.5−1.9
Total As∗ 0.1 n.d.
Ag 0.0073 0.0073
Al 0.21 0.18
Au 8.70 5.14
B 4.16 5.09
Ba 0.87 0.82
Be 0.0009 0.0004
Ca 21.64 28.01
Cd 0.0081 0.0059
Ce 0.028 0.015
Co 0.0026 0.0007
Cr 0.012 0.009
Cu 0.035 0.0019
Fe 0.73 0.37
Hg 0.22 n.d.
K 14.77 16.6
La 0.0025 0.00046
Li 105.31 100.25
Mg 5.92 3.81
Mn 0.62 0.61
Mo 0.0084 0.0084
Na 78.71 91.88
Ni 0.0073 0.0045
P 0.21 0.20
Pb 0.069 0.071
Sb 0.27 0.23
Se 0.14 0.16
Si 129.6 138.6
Sr 0.068 0.095
Ti 70.23 103.61
Tl 0.21 0.18
V 0.0086 0.0064
W 0.037 0.18
Y 0.11 0.032
Zn 0.028 0.020

∗Values measured in situ n.d. = not determined.

two high-temperature outflows, separated by a distance of 13 m.
Both discharge into Winding Stream, which flows into Chloride
Lake at a discharge rate of about 2 liters per second (Figure 1b,
c). Oxygen and hydrogen isotope data (see Table 1) indicate the
spring fluids are dominated by meteoric sources (as opposed to
juvenile water with magmatic origins). Physiochemical charac-
teristics of each spring are reported in Table 1. Microbial mats,
siliceous sinters, and rock substrates (rock upon which sinters
are precipitating) were collected in late summer of 2003 and
2004 from the rims of Vent 1 and Vent 2. Seventeen represen-
tative sinter samples with attached microbial mats were taken
from all sides of Vent 1 and Vent 2 (Figure 2), 11 of which were
chemically preserved for electron microscopy as detailed later.

Vent 1 is downstream from Vent 2 and can be hydrologically
characterized as a spring with steady discharge and no rim over-
flow. In contrast, Vent 2 surges at a rate fluctuating between 3
to 17 minutes, with surge maximum overflowing the rim (Fig-
ure 2b). The water height change between Vent 2 surges is ∼10
cm. Both Vent 1 and Vent 2 sinters form above the air/water
interface within the splash zone of the springs. Siliceous sin-
ters form along the rims of the springs, and are composed of
spicules (a few millimeters in length) that are directed skyward
(Figure 2c, 2d). Thin (<5 mm thick) green microbial mats are
commonly found on the sides and between the spicules. Other
microbial mat structures were also noted, especially within the
outflow channel of Vent 1, which included white filamentous
streamers dominated by Aquaficales sp. (Lalonde et al. 2005).

METHODS AND MATERIALS
Bulk mineral analysis of the sinters and underlying rock was

conducted using X-ray diffraction (XRD; Scintag XDS2000)
with a Co Kα radiation source. Samples were cut from cross-
sectioned pieces (Figures 2e, 2f) and then ground into a fine pow-
der (<20 µm) using a mortar and pestle. Powders were mounted
onto a zero-background quartz plate using acetone slurry for ran-
dom orientation (Hurst et al. 1997). Initial scans were conducted
using 2◦/4◦ scattering slits, 0.5◦/0.2◦ receiving slits, and a 0.6
second counting time at a continuous scanning rate of 2.0◦/min.
Low signal-to-noise ratios for sinter material required data col-
lection parameters to include a step count of 0.01◦ and 10–15
second count times.

Electron microprobe analysis was conducted using a JEOL
8600 Superprobe with an accelerating voltage of 15 kV. Carbon
coated thin sections were analyzed for their elemental composi-
tion using energy dispersive spectroscopy (EDS) or wavelength
dispersive spectroscopy (WDS). Si, Al, Fe, and S were spa-
tially mapped using WDS to determine distributions within the
sinters.

Eleven samples collected from Vent 1 and Vent 2 (Fig-
ure 2a, 2b) were chemically preserved to obtain morphological
characteristics and microorganisms-mineral relationships. Fea-
tures were imaged using a Leo
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Electron Microscope (SEM). Beam currents operated at 5 kV for
secondary electron imaging and up to 25 kV for backscatter elec-
tron imaging. EDS analysis was conducted on mineral coatings
on microbial cells, microbe-like structures, and crystal faces.

Samples from 2003 (JK03) and 2004 (JK04) were prepared
using different fixative protocols because a new technique be-
came available (Bennett and Engel 2004). 2003 samples were
submerged in 2% glutaraldehyde and stored at ambient room
temperatures until returned to the lab. (i.e., maximum preserva-
tive period was 2 weeks in glutaraldehyde). Samples were trans-
ferred into phosphate-buffered saline (PBS) for three 10-minute
washes and stored at 4◦C overnight in osmium buffer solution.
After rinsing 3 times with distilled water, samples were subject
to a 30-minute stepwise dehydration series using ethanol. Criti-
cal point dried samples were mounted onto aluminum stubs and
carbon coated for SEM and EDS analysis.

The 2004 samples followed the fixation protocol of Bennett
and Engel (2004). Samples were immediately washed 3 times at
10-minute intervals in 0.05 M Cacodylate buffer and then trans-
ferred into a mixture of 2% glutaraldehyde, 50 mM lysine, and
0.05 M Cacodylate for 90 minutes. Samples were then stored in
the glutaraldehyde-Cacodylate buffer until their return to the lab
(approximately 2 weeks). Samples were transferred into osmium
buffer solution and stored at 4◦C overnight. The same ethanol
dehydration series as above was used (20 minute intervals) and
then chemically dried in hexamethyldisilazane (HMDS) twice
at 20-minute intervals. Samples were left to air-dry overnight,
mounted on aluminum stubs, and carbon coated for viewing on
the SEM.

Transmission electron microscopy (TEM) sample prepara-
tion followed the same fixing protocols. Additional fixation pro-
ceeded by infiltration with propylene oxide for 45 minutes. Sam-
ples were transferred to a 2:1 propylene oxide to Epon resin mix-
ture, then a 1:2 mixture, then twice in 100% resin at 1.25 hours
intervals. After a third transfer to resin overnight, samples were
cured at 60◦C until the resin hardened. Samples were sectioned
using a diamond ultra-microtome and then mounted on Formvar
coated copper grids. Samples were examined by TEM before and
after staining with uranyl actetate and lead citrate. These stains
normally create electron dense artifacts to enhance certain cel-
lular membranes. The comparison helps to recognize naturally
occurring electron dense nanoparticles within the samples. Sam-
ples were analyzed using a Philips 420 analytical TEM, employ-
ing EDS and selected area electron diffraction (SAED). A Philips
CM300 TEM was used for electron energy loss spectroscopy.

Water samples from each spring were analyzed in situ using
HACH kits, pH/Eh meters, pH paper, and digital thermome-
ters. Duplicate 50 ml samples were filtered using a 0.2 µm filter
and returned to the lab for analysis. One duplicate sample was
acidified on site with ∼0.5 ml 5N sulfuric acid to avoid precip-
itation of some elements (e.g., Fe). After blank correction dis-
solved elemental concentrations were measured using Induction
Coupled Plasma Mass Spectrometry (ICP-MS) where an argon
plasma torch ionizes the sample into elemental species and a
quadrupole mass spectrometer separates the charged species by

mass to charge ratios and detects elemental species and concen-
trations (Tanner et al. 2000). The second duplicate was analyzed
for O and H isotope compositions.

RESULTS

Mineralogy
All sinters display thin (mm scale) lamination and are mainly

composed of opaline spicules (ranging up to 5 mm in length;
Figure 3), which commonly incorporate detrital andesite grains.
Highly disordered (poorly crystalline) opal-A is the dominant
phase, as evidenced by the broad semi-coherent scatter peak at
∼26.3◦ 2� CoKα (∼4.0 Å) in the XRD pattern (Figure 3). XRD
analysis using the method of Herdianita et al. (2000a) show half
maximum intensity values in the range of 7.4 to 7.9 ◦2� (cor-
rected to CuKα), which is typical for recently modern formed
sinters (Herdianita et al. 2000b). Maturation of opal-A to more
ordered paracrystalline silica polymorphs (i.e., opal-C and opal-
CT; Smith 1998; Lynne and Campbell 2004) was observed in
sinters from Vent 2, however no systematic vertical or horizonal
trend in paragenesis was observed amongst the specimens stud-
ied. WDS mapping of trace Al content shows the sinters have a
spatial distribution corresponding to the laminations (Figure 4).
XRD and thermogravimetric (data not shown) analyses do not
indicate Al-bearing clay minerals as a source of the sinter Al
laminations.

Differences noted between 2003 and 2004 samples prepared
using the two protocols include a greater preservation of mi-
crobial mats attachment sites and EPS morphology in the 2004
samples. Bennett and Engell (2004) indicate that Cacodylate
buffer does not react well with sulfate minerals, as they dissolve
quickly in the fixative. Although evidence for trace amounts
of sulfate minerals exist in the sinter, there were no noticeable
effects on the 2004 samples.

Representative images of trace minerals found in the sin-
ters are shown in Figure 5, including pyrite with octahedral and
framboidal habits (Figure 5a–5c). Silica overgrowths commonly
formed a drusy cover on pyrite surfaces (Figure 5a). Silica also
partially covers pyrite surfaces as siliceous rods, which are inter-
preted to be encrusted microbes (Figure 5b). Framboids reside
on top of the microbial mat and often appear to be encompassed
by a thin coating of amorphous material too thin to identify
with SEM-EDS (Figure 5c). Iron oxide/hydroxide occurs as
crusts attached to filaments, which are believed to be extracelluar
polymeric substances (EPS) (Figure 5d). These microbial-iron-
bearing mineral associations are common. The sinters occasion-
ally feature an opal-A honeycomb texture composed of micron
sized depressions (Figure 5e). Opal-A was typically noted as
micron sized spheres with some instances of botryoidal clusters
and smooth surfaces. Rare carbonate grains occur surrounded
by organic material (Figure 5f). Table 2 lists minerals found in
the sinter.

The rock-substrate of Vent 1 is highly altered andesite that
is composed of clay minerals, whereas the rock substrate for
Vent 2 is dominantly andesite that has been altered to opal-A
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FIG. 3. Selected XRD patterns of siliceous sinters ans substrate. Sinters from both springs, Vent 1 (a) and Vent 2 (b) are dominated by opal-A shown by the
broad central peak. The diffractograms in (a) are arranged from top to bottom including samples JK03006, JK03-007, and JK03-008 as seem in Fig. 2a. Peaks are
labeled as major reflections for the phases O = opal-A, A = andesine, Q = quartz, S = sulfur, D= dolomite, P = pyrite, G = gypsum, K = kaolin group, CT
= opal-CT, and M = marcasite. The diffractograms in (b) are arranged from top to bottom including samples JK03-032a, JK03-032b, and JK03033 as seem in
Fig. 2b. (c) The substrate in Vent 1 is dominated by kaolin group minerals, whereas the substrate for Vent 2 (d) is dominated by opal-A. The diffractograms in (c)
represents same sample sequence as in (a) and in (d) represents same sample sequence as in (b). CPS = counts per second.

(Figure 3d). Vent 2 contains substrate with opal-CT/A (Lynne
and Campbell 2004). Iron sulfides were found in both the sin-
ter and substrate (Figure 3). Kaolin group minerals (Figure 6a)
are the dominant clays, with some instances of halloysite tubu-
lar morphologies (Figure 6b–6d) observed in Vent 1. Pyrite, in

FIG. 4. (a) Secondary electron image and (b) wavelength dispersive spectroscopy trace aluminum mapping of sinter from JK03-007. XRD and thermogravimetric
(data not shown) analyses do not indicate Al-bearing clay minerals as a source of the sinter Al laminations. This trace banding signature is likely something that
would remain after long periods of geologic time and diagenesis.

the form of cubes, framboids, and veins, is disseminated grains
throughout the rock and most likely authigenic (Figure 6c).
Lath-shaped barite (Figure 6e) and the occasional barite rose
(Figure 6f) are also found throughout the rocks. Cinnabar is
found as a vein running through the substrate (Figure 6g). The
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FIG. 5. Microbe-mineral habits of sinter from Vent 1 analyzed using SEM and EDS analysis. (a) Cubic shaped pyrite covered in silica, (b) octahedral pyrite
surfaces with attached siliceous rods, (c) framboidal pyrite on a spicule tip in a microbial mat, (d) iron oxide/hydroxide crusts attached to extracellular polymeric
substances (EPS), (e) honeycomb opal-A texture of sinter, and (f) carbonate (arrow) near a silicious diatom test and EPS.
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TABLE 2
Mineralogy of sinters determined through XRD and EDS

analysis

Mineral or phase Formula Vent 1 Vent 2

Opal-A†∗ SiO2·nH2O X X
Opal-CT∗ SiO2·nH2O X
Quartz∗ SiO2 X X
Calcite∗ CaCO3 X
Dolomite∗ CaMg(CO3)2 X X
Witherite† BaCO3 X X
Elemental sulfur∗ S X X
Gypsum∗ CaSO4·H2O X
Barite† BaSO4 X X
Alunite∗ KAl3(SO4)2(OH)6 X
Jarosite∗ KFe3(SO4)2(OH)6 X
Pyrite†∗ FeS2 X X
Marcasite∗ FeS2 X
Greigite∗ Fe3S4 X
Magnetite∗ Fe3O4 X
Hematite∗ Fe2O3 X
Manganese oxide† MnO(OH) X
Titanium oxide† TiO2 X X
Cassiterite† SnO2 X
Ilmenite† FeTiO3 X
Chromite† FeCrO4 X
Gold† Au X
Halite† NaCl X
Sylvite† KCl X
Kaolin group∗ Al2Si2O5(OH)4 X
Andesine∗ (Na,Ca)(Al,Si)AlSi2O8 X X
Pyroxene† Fe-Al-silicate X

†Determined through EDS analysis.
∗Determined through XRD analysis.

alunite group mineral minamiite occurs as isolated rod shaped
clusters (Figure 6h). Jarosite (another alunite group mineral) is
found at Vent 1. Table 3 lists additional mineral phases iden-
tified in the altered rock underneath the sinter using EDS and
XRD.

Silicified tubes within sinters commonly form as a remnant of
microbial cellular entombment resulting in an extracellular silica
mold (Schultze-Lam et al. 1995; Cady and Farmer 1996; Jones
and Renaut 1996; Renaut et al. 1998). Some of the silicified tubes
found within Jenn’s Pools are segmented (Figure 7a), while oth-
ers are long and linear. All of the silicified tubes have rough
exteriors and smooth interiors, and the degree of silica accumu-
lation varied as some tubes are thickly mineralized (Figure 7a)
while others are thin (Figure 7b).

Microbial Mat Mineralization
Microbial mat samples found attached to siliceous sinters are

partially mineralized with colloidal opal-A (Figure 8). EDS and

TABLE 3
Mineralogy of rock substrate by XRD and EDS analysis

Mineral or phase Formula Vent 1 Vent 2

Opal-A†∗ SiO2·nH2O X X
Opal-CT∗ SiO2·nH2O X
Quartz∗ SiO2 X
Calcium carbonate† CaCO3 X
Witherite† BaCO3 X
Barite† BaSO4 X X
Jarosite∗ KFe3(SO4)2(OH)6 X
Minamiite† (Na,Ca,K)Al3(SO4)2 X

(OH)6

Gold† Au X
Pyrite†∗ FeS2 X X
Marcasite∗ FeS2 X X
Cinnabar† HgS X
Magnetite∗ Fe3O4 X
Titanium oxide† TiO2 X X
Ilmenite† FeTiO3 X
Kaolinite†∗ Al2Si2O5(OH)4 X X
Halloysite† Al2Si2O5(OH)4·H2O X

†Determined through EDS analysis.
∗Determined through XRD analysis.

high-resolution TEM (HRTEM) analysis of the spheres revealed
the spheres are composed of silica and oxygen with no crystal
ordering. The mat surface from Vent 2 (JK04-019a) contains
the most heavily mineralized cells with multiple layers of col-
loidal opal-A surrounding cells (Figure 8a–8c). Mineralization
occurs away from the cell wall, which is possibly due to low
density EPS not visible by TEM or an artifact due to shrink-
age during sample preparation. Occasionally, the cell wall is
thinly mineralized (Figure 8b). Hollow silicified structures are
found with the shape and size of cells (Figure 8a, c). Further into
the mat (JK04-019a) the silicified crusts became thinner, cells
are less mineralized, and intracellular membranes are apparent
(Figure 8d). Both mineralized and unmineralized cells are found
residing within mineralized tubes (Figure 8e).

The mat sample collected adjacent and ∼2 mm above (JK04-
019b) in Vent 2 differed such that most all of the cells (∼95%)
contained intracellular membranes (Figure 8f). These mem-
branes resemble thylakoids (photosynthetic membranes) found
in photosynthetic microorganisms, such as cyanobacterium
Synechococcus lividus (Edwards and Gantt 1971).

Cells are found sometimes clustered together and surrounded
by lightly mineralized strands believed to be EPS (Figure 8g).

A Vent 2 mat sample from approximately 1 cm opposite the
side of sinter JK04-019a (JK04-019c) contained abundant rod-
shaped structures with a single strand running across the cell
(Figure 8h). Cells in close proximity (microns) are in some cases
lightly mineralized with silica and other not mineralized (Fig-
ure 8h). Mineralized cells here appear to represent the incipient
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FIG. 6. Microbe-mineral habits of the rock substrate examined using SEM/EDS analysis. (a) Stacked vermiform kaolinite crystals, (b) halloysite tubes, (c) pyrite
cubes surrounded by halloysite, (d) disseminated pyrite amongst halloysite, (e) barite laths, (f) barite rose, (g) cinnabar vein running through sample (inset higher
magnification with scale bar = 20 µm), and (h) bladed to rod-shaped minamiite crystals.

stage of opal nucleation because the opal particles are smaller
than those in the other mats, particularly when compared to par-
ticles located in cells mineralized both within and on the outside.
Sectioning further into this mat revealed that the cells become
more heavily silicified (Figure 8i).

Mat samples collected on the northeast side of Vent 2 (JK04-
020) are unmineralized with only rare occurrences of miner-
alized tubes. Polyphosphate inclusions are noted (Figure 8j),
and likely used as a phosphate reservoir and energy source for
intracellular prokaryote metabolism. Many of the cells are seg-
mented, some of which contained two or three concentric layers
of intracellular membranes. The cells with intracellular mem-
branes are morphologically different than the other Vent 2 sam-
ples (i.e., suggesting a different microbial species); however,
they did not show a difference in the degree of mineralization.
A mat sample from the northwest side of Vent 2 (JK03-036)

FIG. 7. Silicifed tubes with smooth interiors and rough exteriors. (a) Segmented tube attached to the substrate and (b) broken thinly silicified tubes.

contains a few mineralized tubes with no evidence of internal
structural preservation. These extracellular tubes are composed
of nano-sized opal spheres that extended outward from the tubes
in a radial fashion.

When comparing Vent 1 to Vent 2, the mats in the former
are not as heavily mineralized. Unmineralized cells containing
intracellular membranes occasionally occur in Vent 1. For exam-
ple the mat from the southwest side of Vent 1 shows cells that are
cocci, with some segmented and chains of cells (Figure 8k). The
largest silicified cells are found on the southwest edge of Vent
1 (Figure 8l; JK03-037a). Most cells are greater than 2 microns
in diameter and surrounded by a sheath. Strands extending from
the surface of the cell, likely silicified EPS, are more thickly sili-
cified than that occurring around the sheath. Most of the larger
cells had one layer of mineralization around the cell, whereas
the smaller cells typically did not.
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FIG. 8. Transmission electron micrographs of mat samples collected from sinter deposits at Vent 2 (a–j), and Vent 1 (k–l). (a) Extracellular silicification of cells
and silicified molds (arrow; JK04-019a), (b) Silicified EPS surrounding cell and silicification of cell wall (JK04-019a), (c) heaviliy silicified cells and extracellular
silicified mold (arrow; JK04-019a), (d) thinly mineralized cells with intracellular membranes (JK04-019a), (e) mineralized tubes with smaller mineralized and
unmineralized cells within tube (JK04-019a) (f) intracellular membranes of lightly silicified cell (JK04-019b), (g) cells surrounded by lightly mineralized EPS
(JK04019b1), (h) silica mineralized rod-shaped cell with internal segment (arrow) next to unmineralized cells in the upper left of the micrograph (JK04-019c),
(i) silica on cell surface (JK04-019c), (j) polyphosphate granule within cell (dark granules; JK04-020), (k) unmineralized cells; smaller cells have intracellular
membranes (JK04-024), (l) large cell with silica around cell and silicified strands extending from the cell some of which appear detached (arrow; JK03-037).
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Bladed structures and their alteration products (Figure 9) are
noted within the mats from Vent 1. The blade structures appear to
be volcanic glass. The conchoidal fractures result from breaking
during microtoming. HRTEM analysis shows they are composed
of andesitic glass and lack crystal ordering. The glasses are often
found altering into a kaolin group mineral (e.g., incipient stages
in Figure 9a; later stage of alteration in Figure 9b).

DISCUSSION

Mineralogy
The sinters forming in Jenn’s Pools are relatively young as

they are dominated by opal-A. The maturation of opal-A to
more ordered silica polymorphs (i.e., opal-CT, quartz) within
the sinters was not noted, as evidenced by the crystallinity index
of ∼7.5 (Herdianita et al. 2000a). The only onset of opal-CT
formation was noted within the substrate of one sample found
at Vent 2. This lack of paragentic transformation is likely due
to the young age of the sinters but it also may be related to the
presence of Al as a minor component of the sinters (see Figure 4).
XRD and thermogravimentric analysis (data not shown) do not
indicate the presence of clay minerals in the sinter. Only kaolin
group minerals are found within the rock substrate of Vent 1.
To date Al laminations within sinters have not been reported
in the literature. Aluminum commonly substitutes for Si4+ in
silica polymorphs (Railsback 2003). Al-rich laminae within the
sinters may be related to a combination of high Al concentrations
and fast rates of silica precipitation from solution. The local
dissolution of volcanic glasses and andesine provide evidence
for both a Si and Al source. Jones and Renaut (2004) have noted
that in highly silica-saturated solutions, sinter laminae vary in
the amount of water within the opal-A structure. When opal-A
grows rapidly, water content of the sinters increases. The greater
water content in the polymerized silica network increases the
likelihood for disorder, which in turn increases the likelihood
for trace levels of isomorphous Al substitution into the opal
structure.

The difference in Vent 1 and Vent 2 sinter and substrate miner-
alogy is likely due to the chemistry and hydrology of the emerg-
ing spring fluids. The fluid chemistry and mineralogy (Tables
1, 2, and 3) of Vent 1 indicate a mildly acidic spring with rel-
atively steady discharge. Vent 2 surges and is more of a mixed
sulfate-chloride-bicarbonate. However, the extent to which mi-
croorganisms have on the formation of some of the minerals
should be considered. Almost half of the mineral phases listed
in tables 2 and 3 may form as a result of microbial metabolic pro-
cesses and/or are commonly formed at the cell surface (mineral
phases compared to those listed in Weiner and Dove 2003). The
iron-bearing mineral phases found in the sinters are commonly
associated with organics, which may provide metabolic redox
benefits for the microorganisms (Kyle and Schroeder 2007).

The clay alteration of the rocks within Vent 1 results by acid
hydrolysis of the original andesitic rock. In addition to abiotic al-
teration, kaolin group minerals within the green microbial mats

attached to the sinters (Figure 9) may have formed due to mi-
crobial metabolic processes that produce acid within the mats.
Microbial activity has the potential to catalyze the transforma-
tion of volcanic glass to clay minerals (Tazaki 2005). The pH
range of both vents is 5.3 to 5.9, at which rates of abiotic weath-
ering of silicates is expected to be slow (Chou and Wollast 1985;
Welch and Ullman 1993, 1996). Aluminosilicate dissolution ki-
netics can be increased by two orders of magnitude by bacterial
production of organic and inorganic acids (Barker et al. 1997;
Schwartzman and Volk 1989, 1991). Although most of the clay
formation is dominantly due to sulfuric acid leaching and hy-
drothermal activity, clay formation may potentially be acceler-
ated by microbial activity.

Microbial Mineralization
The dominant form of microbial mineralization noted thus far

is silicification. TEM shows direct evidence of opal-A spheres
surrounding microbial cells (Figure 8a–d, f, l), with the oc-
casional instance of opal-A penetration of the outer cell wall
(Figure 8b). Microbial silicification within this system is likely
occurring passively as the cells becoming mineralized are in
zones of higher evaporation rates (the air/water interface at the
spring rim) and along the spring outflows (lower temperatures).
Microbial cells and their products (EPS) act as templates for
sinter formation (Cady and Farmer 1996) due to the low energy
barrier towards nucleation. Extracellular bacterial silicification
appears to occur via two mechanisms: (1) direct contact be-
tween the dissolved silica and the microbial cell wall (Mera and
Beveridge 1993; Westall et al. 1995), and/or (2) the formation
of a metal ion bridge between the cell wall and silica in solu-
tion (Mera and Beveridge 1993; Fortin and Beveridge 2000).
The bacterial cell wall typically contains abundant functional
groups (i.e., carboxyl and phosphoryl groups) that give the cell
a net negative charge. Many of the cells undergoing silicification
by opal-A have died and cellular material has since degraded,
leaving extracellular silicified molds as the only evidence of
microbial activity (Figures 7 and 8a,c). However, silicification
of EPS does not always cause cell death (Phoenix et al. 2000).
When mineralization is restricted to the EPS, bacterial cells can
still be metabolically active. Detrimental effects to the cells vi-
ability begins when the cell wall becomes mineralized limiting
nutrient intake and causing the buildup of metabolic by-products
(Phoenix et al. 2000). When the EPS structure breaks down,
smaller opal-A spheres and orthosilisic complexes may be able
to pass through the EPS layer and nucleate upon the cell wall
(Phoenix et al. 2000).

Cells that have undergone the greatest silicification are in
alcoves near the vents. Vent 2 samples collected from the north-
west side of the vent are affected by the surging of the spring.
The most mineralized mats occur near the surge maximum
(JK04-019). The fluids emerging from pools are locally un-
dersaturated for opal-A precipitation (Table 1; Gunarsson and
Arnórsson 2000). Mats facing the spring are the most silicified,
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FIG. 9. (a) Volcanic glass and (b) kaolin group minerals found in JK04-024-b. The corresponding EDS spectra are similar to (c) felsic volcanic glass and (d)
kaolinic clays (d). Vertical scale in count/sec/energy (keV). The volcanic glass is shown altering into clay in the lower left of the micrograph (a), and remnants of
the glass are noted in the clay (arrow) (b). Cu signal is due to copper grid used to stabilized the sections in the microscope. Conchoidal fracturing of the glass is an
artifact from microtoming with a diamond knife.

whereas on the opposite edge of the same sample, the mats are
only lightly mineralized, perhaps reflecting difference in rates
of evaporation or flushing by spring discharge. Another region
that displays intense silicification is the northwest side of Vent 1.
Although not thickly mineralized as Vent 2, the outer surface of
cells become silicified, including EPS strands extending away
from the cell (Figure 8l). Chan et al. (2004) deduced that polysac-
charides excreted from the cell localize precipitation reactions

in which the mineralized polymer can be later detached from
the cell. One implication of this study is that bacteria discard
the mineralized strands to prevent cellular entombment. This
mechanism may also apply to the silicified and the unattached
EPS strands noted above. The EPS extending outward from the
cell contained a majority of the silicification away from the cell
surface, which in some instances appeared detached from the
cell. The detached appearance could be an artifact due to a three
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dimensional structure being viewed in 2 dimensions through the
TEM, or a result of the fixation process causing detachment of
the silicified strands.

Possible advantages of extracellular mineralization of opal-
A include protection from physical damage (high intensity sun-
light; Wyman and Fay 1986; Phoenix et al. 2006) and predation
(Brown and Wolfe 2006; Phoenix et al. 2000). Silicification may
act as an antidesiccant if the silica is precipitated in a hydrated
state (Phoenix et al. 2000). In this study, silicified tubes are found
to contain smaller microorganisms (Figure 8e). We suggest the
silicified tubes may also provide protection as they prevent di-
rect exposure to from physical damage (i.e. ultraviolet radiation)
and predation by other microorganisms.

Preservation Potential of Microbial Activity
If the morphological and mineralogical biosignatures found

within modern terrestrial hot spring system at Jenn’s Pools are
diagnostic features, then the question remains as whether or not
these features would be found in the geologic record? Toporski
et al. (2002) suggested that in a closed system, temperature and
pressure do not increase, silicified microbes are unlikely to un-
dergo in situ dissolution/reprecipitation reactions. This would
enable the silicified microfossils to become preserved for longer
periods of time. Within our study, the silicified microbes within
the mats are far more abundant than the extracellular silicified
molds found within the sinters of Jenn’s Pools suggesting silici-
fied microbes within the mats are infrequently preserved within
the sinter. Time is also an important factor in silica polymorph
dissolution/reprecipitation reactions (Fournier 1985). The disso-
lution/reprecipitation reaction of opal-A to opal-CT can occur
over thousands of years, which may destroy extracellular sili-
cified molds as opal-A dissolves back into solution. Herdianita
et al. (2000) showed the mineralogy and textures of modern
to Miocene age sinters change through time as opal-CT and
quartz formed from opal-A and fossilized microbial filaments
are modified or destroyed. The interior silicified mold diameter
(used to determine original diameter of microbial cells) also be-
comes smaller as silica infills the tubes during opal-A maturation
to opal-CT (Lynne and Campbell 2003). Lynne and Campbell
(2003) found that this silica sinter maturation causes fine details
of silicified molds to be lost. Recent studies, however, suggest a
chemical signature may be preserved within sinters, as modern
siliceous sinters from New Zealand have been shown to preserve
lipid material (Pancost et al. 2005, 2006).

CONCLUSIONS
When determining the growth and relative age of sinter de-

posits, trace element content and abundance should be consid-
ered. Al laminations noted within Vent 1 deposits indicate zones
of rapid precipitation, and may potentially interrupt the opal-A
to opal-CT transformation resulting in a younger age for sinter
deposits. A benefit of decreasing opal paragentic transforma-
tions is extending the existence of microbial morphotyes, such
as the silicified tubes. Extracellular silicification was the most

common form of mineralization noted, as it was the most com-
mon inorganic phase to interact with microbial cells and/or EPS.
An advantage of remnant microbial tubes is that they may act
as a protective containment (niche) to microorganisms that re-
side within the tubes. In the recent geologic record (rocks few
thousands of years old) the tubular structures will likely be rec-
ognized as microbial remnants. Although these structures will
unlikely be preserved in the long term geologic record (few
million of years) as opal-A dissolves back into solution alter-
ing and/or destroying most of the silicified molds. As microbial
morphological preservation decreases throughout time, one of
the remaining markers of biological activity will be in the as-
sociated mineral assemblage. Minerals that are typically associ-
ated within forming in hydrothermal environments, may also be
formed as a result of microbial activity. One example of this case
in Jenn’s Pools is in the microbial contribution to clay mineral
formation.

Future work on these samples to better characterize their
preservation potential would be to conduct stable isotope and
lipid analysis to reveal the isotopic and biomarker signatures,
respectively. Laboratory analysis on the effects opal-A dissolu-
tion and opal-CT precipitation on extracellular silicified molds
would offer further insight into the destruction or possible preser-
vation of these microbial signatures.
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