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Abstract: In 2006 the use of mercury (Hg) was banned for gold mining in French Guiana. However,
mining of old placers could mobilize Hg accumulated in soils and sediment. This study aimed
to measure the current impact of a mining concession (Boulanger site) on the Hg load in the
watershed. Turbidity, Total Mercury (THg), and Monomethylmercury (MMHg) were measured in
water, suspended particulate matter (SPM), river sediment and sediments from old tailing ponds along
a river section of 30 km up and downstream from a mining concession in French Guiana during a dry
and a rainy season. Total dissolved Hg (THgp) concentrations varied little from up- to down-stream
but were all higher (fourfold on average) during the rainy season (3.2 to 4.4 ng L™}), than during the
dry season and consistent with previous data known for the Amazonian area. Dissolved MMHg
(MMHgp) represented up to 30% of THgp during the dry season, which is higher than previous
results (typically around 2%). Mercury concentrations in sediments were highest in the vicinity of
areas affected by old (before 2006) rather than new gold mining practices. Even though Hg was
banned in 2006, present gold mining practices still release natural Hg and Hg inherited from older
mining practices into the watershed.

Keywords: mercury; sediment; water; SPM; gold mining; French Guiana

1. Introduction

Mercury (Hg) is a toxic metal and a global pollutant, historically used in alluvial gold-mining to
amalgamate and recover gold. In 2005, small-scale gold mining was estimated to contribute to more
than 10% of the annual global anthropic Hg load to the atmosphere [1]. Use of Hg for gold mining
was officially banned in French Guiana in 2006. However, “inherited” Hg in old gold mined areas
is still present and remains a potential source of Hg to the environment. It is estimated that for 1 g
of extracted gold, ~1.3 g of Hg are lost, despite its partial recycling [2,3]. In addition to Hg inputs
from gold mining, Amazonian soils naturally contain high Hg concentrations due to the equatorial
pedoclimatic situation (on average 10 times higher than temperate soils) [4]. During gold mining
and generally during all deforesting operations [5-8], Hg adsorbed to colloids (clay, organic matter,
and iron or aluminum oxides) is exported to the watershed, contaminating downstream ecosystems.
In anaerobic environments (stagnant lagoons and sediment/water interface), Hg can be methylated,
mainly by sulfate and iron-reducing bacteria, to form monomethylmercury (MMHg) [9,10]. MMHg is a
neurotoxin which readily accumulates in the food chain up to concentrations considered dangerous for
human health (around 1 mg kg~! fresh weight in carnivorous fish such as Aymara, which is twice the
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World Health Organization (WHO) recommendation and 10°-10° times higher than surrounding water
concentrations) [11]. In local Amerindian populations, whose diet traditionally consists of freshwater
fish, Hg concentrations can reach values clearly exceeding World Health Organization (WHO) safety
recommendations. Indeed, concentrations of more than 10 ug g~! hair have been measured in these
populations [12].

French Guiana has known several gold rushes towards the end of the 19th century and especially at
the beginning of the 20th. The gold mining techniques at that time, mainly imported from Anglo-Saxon
methods developed in the Rocky Mountains, already used Hg to amalgamate gold. During these
periods, gold-mined sites in French Guiana were mainly placers in small riverbeds or lateritic colluvium
exploitations. The use of river barges came later, during the second half of the 20th century. It is
considered that the activity at that time was much higher than presently, considering the number
of placers and the volume of mineral treated. Evidently, this gold mining activity left traces of Hg
contamination both on-site and downstream from the placers in the hydric network and the long-term
stability of these Hg stocks is unknown. Many of the old placers are now covered by secondary
rain forest, where little erosion occurs. However, these areas are potential sources of Hg pollution
and need to be investigated to estimate their potential contribution to Hg dispersion in the Guianese
hydric network, especially as many still contain economically relevant amounts of gold and are being
re-exploited. Although 35% of the Hg used for goldmining is estimated to be released to the atmosphere,
the remaining 65% are dumped on-site as metallic Hg (0) [13]. According to Laperche et al. [14],
Hg concentrations in Guiana river sediments are generally close to background soil concentrations
(100 + 50 pg kg™!) and strongly increase close to gold mining sites. Concentrations up to 12 mg
kg~! have been measured in the River Approuague sediments and up to 15 mg kg™! along the Eddie
Creek (unpublished data). Spatial distribution in sediments along French Guiana Rivers indicates
that metallic Hg lost by gold miners globally remains in the rejection zones, as contamination “hot
spots” [14].

At gold-mined sites, Hg in soils either occurs naturally or is left over from past gold mining in the
case of reopened old sites [8]. Due to mining, this Hg is mobilized together with soil particles and is
dispersed downstream in the hydric network, where it can contaminate different compartments of the
ecosystem. The water rejected from legal gold mining sites is controlled by measuring water turbidity,
as high water turbidity can damage aquatic ecosystems due to light extinction [15]. Guédron et al. [16]
showed that exported Hg is mainly associated to the fine suspended particulate matter (SPM) and
colloids, prone to be transported over longer distances than coarse particles. However, despite this
knowledge and the controls, the actual quantities of Hg rejected remain unknown, whether in pristine
new placers or in re-opened old gold-mining sites that potentially contain more Hg.

The objective of the present work was to evaluate and compare the amounts of Hg exported from
different gold mining areas, pristine or not, to the hydric network in contrasting hydrological situations
(dry and rainy season) and to identify potential changes in water quality.

2. Materials and Methods

2.1. Study Area and Sampling Strategy

The Comté-Orapu basin covers 3359 km?2. This study focuses on the sub basin of the Boulanger
Creek, a tributary of the Orapu River (Figure 1), and downstream rivers including the Comté River,
which joins the Orapu, forming the Oyack River. Sampling was carried out along a section of ~30 km,
from the Boulanger Creek’s spring, accessed along the Molokoti path, to the Oyack River, along which
water and sediment samples were collected, during a dry season in September 2012 and the following
rainy season in March 2013 as described below.
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Figure 1. Map of the study area in French Guiana and the sampling points.

During each sampling campaign, 14 water (~15 cm depth) and sediment samples were collected
along the Boulanger Creek (Table 1 and Figure 1) and downstream Rivers (Orapu, Comté and Oyack).

Table 1. Description of sampling points.

Water Body Name Description
B1 Upstream Boulanger Creek
B2 Downstream from Old Placers
B3 Downstream 2011-2012 Placers
B4 Fourmi Confluance
Boulanger Creek B5 Downstream Léonce
B6 Boulanger Creek
B7 Boulanger Creek
B8 Boulanger Creek
B9 Boulanger Creek near the Confluence with the Orapu
Orl Upstream Boulanger Confluence
Orapu river Or2 Downstream Boulanger Confluence
Or3 Orapu Confluence Creek Marguerite
Comté c1 Uptream from Orapu Confluence
Oyack Oyl Oyack Downstream from Comté and Orapu Confluence

Suspended Particulate Matter (SPM) were recovered by filtering between 250 and 500 mL water
on-site through pre-weighed cellulose nitrate filters (0.45 ym; @47 mm; Sartorius® Dourdan, France).
The filters alone (blank) and the filters with SPM were transported to the laboratory in closed petrislides,
then oven dried (50 °C, ~36 h) to constant weight. The mass of SPM sampled was determined on a
precision balance (0.01 mg scales) from the difference with the initial dry filter weight. The filters were
then conserved in sealed polypropylene boxes in the dark until further analysis.

Water samples were obtained by filtering 125 mL water (<0.45 pm, polyvinylidene fluoride filters
(PVDF)) into pre-cleaned Teflon fluorinated ethylene propylene (FEP) bottles. Samples were acidified
with suprapur HCI 0.5% v/v (Merck, Darmstadt, Germany) and stored in double polyethylene bags
until analysis. All materials (PP, Teflon) in contact with samples were acid-washed (5 days in 20%
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HNO;j v/v followed by 5 days in HC1 10% v/v), rinsed several times with deionized water (Milli-Q®,
Merck Millipore, Darmstadt, Germany) and dried under a laminar flow hood and stored in sealed
polyethylene bags pending sampling. Polyethylene gloves were used for all handling operations.

River sediment samples were collected along the river section at the same spots as the water
and SPM samples. At each sampling site, sediments were collected from just above the low water
line during low tide on river banks where finer sediment tends to accumulate. It is assumed that
they provide geochemical information that reflects the previous season’s conditions [14]. There was
no chemical (saltwater) impact of the tide on the water samples. Sediment samples were stored in
polyethylene bottles and sent to the laboratory in Petit Saut (Hydreco, French Guiana, French) for
treatment and analysis.

During the dry season (September 2012), sediment samples were also collected from the edges
of 14 old tailing ponds (Figure 1). Some of these tailing ponds were filled more than 10 years ago
and they are now covered by vegetation without having been properly rehabilitated, which makes it
too dangerous to walk on the tailing pond’s surface. No tailing samples were collected during the
rainy season in March 2013. Indeed, as shown in the results section, Hg contents measured in the
2012 samples were similar to previous analyses carried out in 2006 [14], suggesting little evolution of
the Hg concentrations in the tailing ponds.

2.2. Mercury Analysis in Tailing Ponds and Sediment Samples

Tailing and sediment samples were oven dried at 38 °C to constant weight and sieved
(2 mm) before analysis. Total Hg (THg) concentrations in solids were determined by Atomic
Absorption Spectrophotometry after dry mineralization and gold amalgamation with an Automatic
Mercury Analyzer (Model AMA 254 Altec, Uherske Hradiste, Czech Republic). All particulate THg
concentrations were expressed in ng g~ dry sediment. Triplicates were performed for each analysis for
quality assurance/quality control (QA/QC). The relative error was routinely +5% (Relative Standard
Deviation) and always under +10%, consistently with typical relative errors reported for this method [17].
Detection limit (defined as 3 times the standard deviation (SD) of the blanks) was maximum 5 ng g‘l.
Concentrations obtained for repeated analyses of the certified reference material (CRM) MESS-3
(Marine Sediment Reference Materials, National Research Council Canada, Ottawa, Ontario were
consistently within the published concentration range (91 + 8 ng g~!).

2.3. Dissolved Mercury (Hgp) and Methylmercury (MMHg) Analyses

All analytical procedures were conducted using ultra clean sample handling to avoid
laboratory contamination of low-level sample extracts and a cross-contamination of high-level
samples [18]. Calibration was performed by species-specific isotope-dilution by adding known
amounts of 201Hg—enric:hed Hg(II) solution (Oak Ridge National Laboratory, isotopic purity 96%) and
22Hg-enriched MMHg solution (CH322HgCl; ERM-AE670; Institute for Reference Materials and
Measurements, isotopic purity of 98%) directly to the sample before the extraction procedure [19,20].
Analysis of Hg species in the organic extract was performed by Gas Chromatography (Thermo-Fischer
Scientific, Focus GC, France) coupled with ICP-MS (Inductively coupled plasma mass spectrometry,
Thermo-Fischer Scientific; X7, France) as previously described [21].

Detection limit (3 sigma of the blank values including reagent blank and sample handling) was
0.008 ng L. The analytical results were continuously quality checked by analyzing an internal
standard solution prepared by digesting a known amount of international certified reference material
(International Atomic Energy Agency, IAEA 405) with 6 M HNOj3 [20]. Accuracy was 94 + 4% and
precision based on replicate analyses (n = 12) of the standard solution was better than 5% (RSD).

2.4. Mercury Concentrations in Suspended Particulate Matter

Total Hg in SPM was measured by Atomic Absorption Spectrometry with a Direct Mercury
Analyzer 80 (MILESTONE, Sorisole, Italy), i.e., analytical equipment using procedures similar to those
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used for THg analyses in sediment (see above). Quality control was performed by measuring blanks and
certified materials of different origins (estuary, sea or river sediments) and concentrations (from 30 to
1600 ng g~!; NCS DC 70317 (Tibet sediment) from Laboratory Standards (Budapest, Hungary),
IAEA-433 (Marine Sediment) from IAEA Reference Products for Environment and Trade, BCR-320R
(Channel sediment) and BCR-280R (Lake sediment) from the Joint Research Centre (Geel, Belgium),
after each set of 5 samples. Accuracy was evaluated to ~90% and precision was better than 5% (RSD).

2.5. Turbidity

Turbidity is water cloudiness caused by suspended and dissolved particles. As water turbidity is
mainly caused by the presence of SPM [22], turbidity has often been used to estimate SPM concentrations.
Turbidity is a function not only of SPM but also of the sizes, shapes, and composition/colour of the
particles. These variables may introduce bias to SPM estimation. In this study, turbidity was
assessed by the value of Nephelometric Turbidity Unit (NTU). Turbidity was measured with a
microprocessor turbidity meter (Eutech Instrument Turbidimeter TN-100, Fisher Scientific, Illkirch,
France) calibrated by using Formazin solutions of 0.02, 20, 100, and 800 NTU, according to the
manufacturer’s operating instructions.

Parallel measurements of SPM concentrations by filtration and weighing were performed
(see above) to establish potential relationships between turbidity and SPM concentration under
the different hydrological situations studied.

2.6. Water Flow and Hg Fluxes

Water flow was measured with an acoustic Doppler velocimeter ([ADV] 10-MHz Ocean ADV,
Sontek Inc., San Diego, CA, USA), in 6 different places along the rivers: (1) upstream and (2) downstream
the Boulanger Creek; (3) in the Orapu River, just upstream from its confluence with the Boulanger
Creek; (4) in the Orapu River, just downstream from its confluence with the Boulanger Creek; (5) in the
Comté River just before it flows into the Orapu; and (6) in the Oyack, just after its formation by the
joining of the Comté and Orapu Rivers.

Fluxes were estimated for the SPM in g s, for total particulate Hg adsorbed on the SPM
(THgp, ng s™!) and for total dissolved Hg (THgp, g s™1).

3. Results

3.1. Hg in Tailing Ponds

Total Hg concentrations in the 14 tailing pond samples ranged between 70 and 1020 ng g~! dry
sediment (Figure 2). The Hg concentrations in samples (n = 8) from the pond zones exploited before
2006 (from Creek St Roch to Creek Diable, points 17-24, Figure 2 covered the whole concentration
range, whereas the recently exploited zone showed concentrations between 110 and 470 ng g~! (n = 6).
Except for point 4 (1020 ng g~!), the average Hg concentration in pond sediments was 190 ng g™},
which is very similar to values obtained in 2006 for the same ponds (180 ng g~!, 26 samples from
10 ponds) [14].
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Figure 2. Localization of samples taken from old tailing ponds in the Boulanger concession in the dry
season of September 2012 and total mercury (THg) contents (ng g~!). Points 17-24 are tailing ponds
dating before the mercury (Hg) ban for gold mining in 2006, whereas points 25-30 are more recent.

3.2. Total Hg in River Sediments and Suspended Particulate Matter in Relation to Turbidity

Total Hg in river sediments (THg) from both sampling campaigns were compared (Figure 3a).
Overall, there was little difference between the dry season and the rainy season with THg concentrations
varying from 40 to 380 ng g~!. For both campaigns, the highest concentrations occurred at points B2
and B3 in the sector exploited prior to 2006 (B2) and in the more recently exploited area (B3).

The lowest THg in river sediment was measured at point B5, where the Boulanger Creek was
deviated from its original course. The sediment at this point contained 42 ng kg™, close to the lowest
value (31 ng g~!) found in this area [14]. Moreover, THg concentrations at B5 were even lower in 2013
(34 ng g~! dry sediment), when the creek was positioned to flow through the middle of the flats in a
rehabilitated zone.

Downstream from B5, total Hg concentrations in river sediments increased regularly from 70 to
maximum 150 ng g~! along the Boulanger Creek to its confluence with the Orapu River (point B9) and
were then constant until the Orapu and the Comté Rivers merge and form the Oyack River (points Orl
to Or3).

Total Hg concentrations in SPM collected during the dry season are comparable to those in
the sediment and vary from 80 to 505 ng g~! (Figure 3b). However, during the rainy season Hg
concentrations in SPM increased by two- to three-fold, except in the most upstream point where values
were the same (~150 ng g™?!) for both seasons. Maximum Hg concentrations in SPM, i.e., ~600 ng g
were higher than maximum values in sediments (~380 ng g™1).
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Figure 3. (a) Hg associated to river sediments, (b) Hg associated to suspended particulate matter
(SPM), (c) suspended particulate matter (SPM) and (d) Turbidity at all sampling points for the dry
season in September 2012 and the rainy season in March 2013. B1 to B9: Boulanger Creek, Or1 to Or3:
Orapu River, C1: Comté River and Oy1: Oyack River.
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Figure 4. Relation between SPM and Nephelometric Turbidity Unit (NTU) in the dry season in
September 2012 and the rainy season in March 2013.

Although Hg concentrations in SPM increased during the rainy season, the amounts of SPM in
river water were globally similar for both sampling campaigns (Figure 3c) and ranged between 2 and
18 mg L~!. Turbidity on the other hand was 2-9-fold higher during the rainy season with an increase
in NTU along the Boulanger Creek to 38 NTU that then dropped in the Orapu and Oyak to around
10-15 NTU (Figure 3d). The lowest value (<5NTU) corresponded to an isolated spot upstream from
the mining district and uninfluenced by human activities.

Accordingly, amounts of SPM did not follow the same pattern as the turbidity values. However,
a linear relation was found between turbidity and SPM concentrations, that differed between the dry
and rainy seasons (Figure 4).

3.3. Hg and MMHg in River Water

Filtered water THgp concentrations varied little from up to downstream during the rainy season,
from 3.2 to 4.4 ng L~! (Figure 5) but were all higher than during the dry season (fourfold on average).
During the dry season, an increase of MMHg in waters from upstream Boulanger down to the mined
areas occurred. Concentrations then decreased downstream in the Orapu, probably because of the
increase of the flow rate of the Orapu River (80 m® s7!, SM-1) compared to the discharge of the
Boulanger Creek (2.2 m3 s7!, SM-1). In contrast, during the rainy season, no clear pattern was observed
but higher concentrations (160 pg L™!) were measured at points B2, B5, B8, and C1. During the dry
season, the percentage of MMHg (MMHg/THgp) reached up to 30% downstream from the gold-mining
district (Figure 5a—c), with an overall average of 13%, whereas during the rainy season it was of 3% in
the same zone with a maximum of 4%.
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Figure 5. Dissolved Hg and monomethylmercury (MMHg) in water samples from the Oyack River
catchment. (a): Total dissolved Hg (THgp) (ng LY, (b): MMHg (pg L1 and (c): %MMHg/THgp.
In all three graphs, stars give data for the dry season in September 2012 and triangles for the rainy
season in March 2013. B1 to B9: Boulanger Creek, Orl to Or3: Orapu River, C1: Comté River and Oy1:

Oyack River.

3.4. SPM and Hg Global Export

Based on the water discharges measured at different points during the dry and rainy seasons
(SM-1), estimations of the amount of exported SPM, particulate Hg or Hgp and THgp were made for
both seasons (Figure 6). Between the dry and the rainy season, water discharges increased by a factor
of 3.4 to 4.1 at all sampling points (SM-1). There was also a similar increase (between 5.6 and 5.7) from
up- to downstream along the Boulanger Creek. During the dry season, the area around the Boulanger
Creek and the Comté River showed less gold mining activity than was expected. This induced a
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decrease in SPM export. During the dry season also, SPM exportations did not increase from upstream
to downstream probably due to a balance between sedimentation and flux that maintained the SPM
charge stable. On the opposite, during the rainy season, increasing river discharges resulted in
higher erosion and transport, leading to an increase in SPM charge from upstream to downstream.
Depending on the sampling points, the increase in Hgp varied from 2 (upstream Orapu River) to 15
(Oyack River) between the dry and rainy season, reflecting the related soil erosion, whereas the increase
in Hgp was constant (~20 fold) whatever the sampling point.

3c-1

Ol S ik Q(m®sl) 113 459
-1

Hgp(Mgs™) 56 534 Hgp(ugs™) 59 916

-1
Hgo(ugs™) 36 800 Hgo(ugs?) 100 1950
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Hgp (ugs™) 190 830
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3 -1
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Figure 6. Comparison of water flux in the Orapu-Comté watershed and associated estimations of
SPM and Hg export during the dry and rainy sampling campaigns (September 2012 and March 2013),
(dry season (D); rainy season (R); particulate Hg (Hgp); dissolved Hg (Hgp).

4. Discussion

4.1. Hg in Tailing Ponds Remains Constant over Time

As the concentrations measured in 2012 were very similar to those measured in 2006, it appears that
the Hg in the tailing ponds remains stable over time, at least at the pluri-annual time scale. The range
of values found here are much lower than Hg contents reported in Venezuela [23], where Hg in pond
sediments ranged from 160 ng g~! to 542 ug g~!, but comparable to those found in abandoned ponds in
Colombia [24]. Here the authors measured THg in sediments from 27 tailing ponds, abandoned since
1997 and found between 39 and 1271 ng g~! dry sediment.

Although it was expected to find higher amounts of Hg in the ponds dating from before the Hg
ban for goldmining in 2006, some relatively high concentrations were also found in the more recently
exploited areas. The typical background sediment concentration is around 100 ng g~! sediment [14] and
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all the samples, except for point 17 (Figure 2), where THg was 70 ng g~!, were above this value. In the
zone exploited after 2006, high Hg in the tailing ponds could be a legacy from older exploitation periods.

4.2. Recent Goldmining Activity Increased THg in River Sediment Despite the Hg Ban in 2006

Overall values of THg in river sediments varied between 40 and 380 ng g~! and were similar in
magnitude to previous results reported for French Guiana [14]. Spadini et al., [25] found 510 ng g™},
295 ng ¢~! and 261 ng g~! dry sediment at distances of respectively 0, 35, and 50 km downstream from
mining areas. Goix et al. [26], measured between 32 and 358 ng g~! with significantly higher values
in artisanal and small-scale gold-mining (ASGM) areas along the River Oyapock. These results are
also close to values of 20 to 53 ng g™! reported for river sediments along the Malinoski-Tambopata
river system in Peru, a river affected by artisanal and small-scale gold-mining (ASGM) [27]. In another
Peruvian river system, the Madre de Dios, also impacted by ASGM [28], authors reported Hg levels
in sediments ranging from 9 ng g~! upstream up to 95.3 ng g~! downstream from the gold mined
areas. More recently in Brazil, [29], measured between 19 and 155 ng g~! along the River Tapajos.
Again, highest values were observed in the vicinity of gold mining areas. However, all these Hg
concentrations in goldmining-affected sediments of the Amazonian water basin were clearly lower
than those reported for River Gambia in Senegal, where Hg in sediments reached 1160 +/- 800 ng g~
in an area affected by ASGM [30].

In the present study, the highest concentrations of Hg in sediment occurred at points B2, B3,
and B4 along the Boulanger Creek. These sites are both located directly downstream from the old
tailing ponds, from where Hg-rich sediment can be exported and from the most recently exploited
mining area (2011-2012), where bare soils are likely to favor soil erosion. These re-exploited old placers
probably are sources of both Hg naturally present in soil and Hg leftovers from old mining practices,
which would explain the increase at point B4 between the dry and rainy season (THg doubled from
100 to 200 ng g~!) in relation to the onset of the exploitation next to the nearby Fourmi Creek in
2013. Previously, in a study conducted on the Tapajos River in Brazil, Telmer et al., [31] concluded
that mining operations were at the origin of Hg anomalies, not from the amalgamation process itself,
but from the increased erosion during the mining operations. This re-mobilizes the mercury contained
naturally in soils and mercury resulting from historical mining activities that then migrates to the
river. These results are coherent with our results and are supported by recent research conducted by
Goix et al., [26] using an isotopic approach. These authors showed that up to 78% of Hg in sediments
downstream from the gold mining site was of anthropogenic origin, of which more than half derived
from the release of liquid Hg (0) and the rest from erosion of surrounding Hg-contaminated soils.

Outside the mining zones, THg concentrations in sediment were of the same order as those
measured previously in this area [14]. Accordingly, the relatively low concentrations measured upstream
from the mining areas (point B1) were similar to previously reported values for uncontaminated
Amazonian sediments [32,33].

The decrease in the Hg load in sediments downstream from the Boulanger Creek and especially in
the larger rivers such as the Orapu and the Comté is supposedly due to the huge dilution with waters
draining the whole watershed and highlight the locally high values of creeks such as the Boulanger,
impacted by goldmining.

4.3. Greater SPM Hg Load during the Rainy Season All along the Water Shed

Suspended Particulate Matter (SPM) increased along the Boulanger Creek, from 2 mg L' at point
B1 to a maximum of 18 mg L~! at BS. Downstream from there, values were between 4 and 8 mg L'
during the rainy season and 8-12 mg L™! during the dry season. Mining activity was low that year on
the Boulanger Creek, which could explain the small difference between the two seasons, but also a
natural dilution effect can reduce SPM concentrations. Due to the low erosion rates of the Precambrian
Guiana Shield, French Guiana Rivers naturally have very low SPM values [34]. Amounts of SPM
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observed in the present work are similar to average values reported by these authors along other
Guiana Rivers, i.e., the Oyapock and the Maroni Rivers.

During the rainy season, the Hg load in SPM increased by 2-3-fold at all sampling points except
B1. During the dry season, concentrations were between 100 and 250 ng g~! while during the rainy
season they were between 400 and 600 ng g~!. It would seem that the SPM mobilized during the
rainy season contains more Hg than during the dry season. Roulet et al. [33,35,36] reported THg
concentrations from 167 to 425 ng g~! (dry weight) in SPM from clear waters (such as those in French
Guiana), on a commercial sector of the Tapajos River, and from 154 to 355 ng g~! (dry weight) in a
zone 50 km from the mining district. The THg concentrations in the present study were slightly higher
than this, but clearly lower than those reported for the Rio Négro, where THg reached values up to
2070 ng g~! [32]. However, in 2006 [16], during the rainy season at point B5 (down-stream Leoncé;
Figure 1), THg concentrations were 1420 ng g~! (dry weight) i.e., three times higher than in the present
study, which may be due to the fact that during this period there was active mining upstream from site
B5. In other Amazonian watersheds, similar or higher values have been reported, e.g., between 400
and 4000 ng g~! were found along the ASGM-affected Malinoski-Tambopata river system in Peru [27].
Furthermore, Hg concentration ranges of 3.2 to 133 ng g~! in SPM during the dry season, and 13.3 to
42 ng g1 during the rainy season were found along the Madre de Dios River [28]. In Brazil, along the
Tapajos River, Hg in unfiltered water varied between 0.65 ng L~! and 23.8 ng L.~! in tributaries closer to
gold mining activities. Given that Hg is mainly transported in the particulate fraction, this maximum
value corresponds to around 86 ng Hg g~! SPM [29].

4.4. Relation between Turbidity and SPM Was Different According to the Season

Highest turbidity values occurred along the Boulanger Creek in areas flowing through active
mining zones and downstream from these zones. Turbidity values decreased sharply in the Orapu
River and then increased steadily down towards the Oyack River but not to values as high as in the
Boulanger Creek. Turbidity must not be regarded as proportional to SPM concentration but as one
effect of SPM among others on water physical properties such as transparency. Thus, although SPM
concentrations during the rainy season are comparable to those of the dry season, turbidity can be
higher. This is partly explained by the nature of SPM, which can vary from one river to another
depending on the organic and mineral load and influence light reflection. Indeed, changes in turbidity
per unit of SPM are likely associated with changes in particles morphology and also in changes in size
as large particles scatter light less efficiently than smaller ones [37,38]. The fact that, for a similar SPM
concentration, turbidity in the studied rivers was clearly higher during the rainy season, may also
suggest the presence of high amounts of colloidal/dissolved components, such as humic and/or fulvic
acids due to increased soil leaching [38]. Two distinct linear relationships were obtained for the rainy
and dry season between SPM and turbidity, possibly linked to the different nature of SPM during the
two seasons. Further work to characterize these differences could also contribute to explaining the
Hg load. Turbidity could provide an easy way to control gold mining sites and might be an efficient
monitor of correct use of tailing ponds, although it appears here that for a same turbidity measure,
the SPM load is not the same depending on the season, and thus the amounts of transported Hg are
also different.

4.5. River Water THgp and MMHgp

As in previous studies, the Hg fraction in filtered water was very low compared to the particulate
fraction. Indeed, SPM remains the major pathway for river borne Hg as Hg bound to SPM [31].
Concentrations of THgp averaged 0.25 ng L™! in the dry season of 2012 and 3.70 ng L™! in the rainy
season of 2013. These concentrations are comparable to those found in unpolluted waters [39] and are
similar to those measured previously in the Boulanger Creek in 2005-2006 [16].

During the dry season, concentrations of MMHgp were globally higher along the Boulanger
Creek than further downstream, whereas during the rainy season no clear pattern was found
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and concentrations fluctuated between low (20 pg L7!) to high concentrations (160 pg L7').
In comparison, [16] found concentrations of 24-25 pg L~! in the Boulanger Creek in 2005-2006.
Although highest concentrations of MMHgp were measured during the rainy season, during this
period it represented a very small (<3%) fraction of THgp, whereas during the dry season this ratio
went up to 30% at points B7 and B8. Such increase could be due to conditions that are more stagnant
during the dry season favoring anaerobic conditions and Hg methylation.

4.6. SPM and Hg Global Export

Exported SPM from the Boulanger Creek was low compared to the Orapu River; however, it is
possibly the multitude of such small creeks impacted by goldmining activities which results in the
concentrations observed downstream. An approach such as the one carried out by Gallay et al. [34],
who estimated the impact of land degradation on sediment fluxes in the Maroni and Oyapock River
catchments, coupled to Hg measurements would yield further information on the impact of modern
goldmining on Hg fluxes.

5. Conclusions

Regardless of the process used for the extraction of alluvial gold in French Guiana, the activity
consists first of the resuspension of the clays and loose materials of the placers using pressurized
water jets. Without carefully sized settling basins, this considerably increases river turbidity and
Hg mobility. The hypothesis of the present study was that this phenomenon is more intense when
older sites are exploited and that “inherited” Hg can also be remobilized. Based on the two sampling
campaigns carried out in the dry season and in the rainy season downstream of the Boulanger mining
sector, this study gives a first assessment of the spatial and seasonal variability of Hg exported from a
re-exploited site. Results showed that, even in the absence of gold mining activity (during the dry
season in September 2012, activity on the CMB concession was low), Hg was exported to the rivers
downstream. Furthermore, when previously mined areas (with the use of Hg for amalgamation) are
re-exploited, exports tended to be greater and were amplified during the rainy season.

The present work confirms previous observations reporting that soil erosion, whether due to
deforestation for agricultural purposes, or soil excavation for goldmining is likely to contribute to
Hg mobilization from soil to the water shed. Although the ban of Hg for amalgamation in 2006
put a stop to additional Hg input in legal mining exploitations, recent mining exploitations on sites
where gold was mined during the last century by amalgamation imply a higher risk of re-mobilizing
“inherited” mercury.
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