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Abstract: Artisanal small-scale gold mining (ASGM), an increasingly prevalent activity in South
America, generates mercury-contaminated tailings that are often disposed of in the environment,
leading to the introduction of mercury into ecosystems and the food web, where it bioaccumulates.
Therefore, studying the geochemical processes involved in the desorption and dissolution of mercury
in these tailings is essential for critical risk evaluations in the short and long term. For this purpose,
sequential extraction procedures (SEPs) can be useful because they help to identify the phases to
which Hg is associated, although they also have limitations such as a lack of selectivity and specificity.
In this work, we propose a modified four-step SEP: exchangeable mercury (F1), oxidizable mercury
(F2), mercury bound to Fe oxides (F3), and strongly bound mercury (F4). To test this adapted
sequential extraction method, we evaluated the Hg contamination in mercury-contaminated tailings
of the Amazon basin. The results revealed a total mercury concentration of 103 + 16 mg-kg ! in the
tailings, with a significant portion in F1 (28% of the total), where Hg was bioavailable. The large Hg
concentration in F3 (36%) suggested that Fe oxides likely contribute to mercury retention. Together,
the SEP results emphasize the urgent need for improved surveillance of gold mining activities and
responsible tailings management practices to mitigate environmental contamination and safeguard
the health of the Amazon ecosystem.

Keywords: mercury; speciation; ASGM,; tailings; sequential extraction procedure; Amazon

1. Introduction

The Amazon basin is regularly highlighted for environmental and human health issues
stemming from various human activities. Deforestation or rainforest fires [1] and mercury
(Hg) pollution [2], associated with gold mining [3], play a central role in this concern. Over
the past two decades, due to the increase in gold prices, mercury pollution resulting from
illegal gold mining in South American countries has surged, emerging as the primary cause
of substantial emissions of Hg vapor into the atmosphere and waterways [4-6]. In the
Amazon, gold occurs at low concentrations in soils and riverbeds, where artisanal small-
scale gold mining (ASGM) produces mercury-contaminated tailings that are irresponsibly
disposed of [7]. Practices vary, but miners typically use heavy machinery to excavate huge
amounts of material or hoses to suck up sediment from the riverbed and then process
these sediments through a gravimetric separation system (carpets) that concentrates the
heavy minerals, including gold. The miners then add liquid mercury to a slurry of gold-
containing sediments so that Hg bonds with the gold, forming an amalgam. Miners
discard the process water and tailings, which still contain some mercury, and then heat the
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amalgam, vaporizing the mercury and leaving behind solid gold. In summary, the absence
of a well-defined ASGM waste management protocol results in the indiscriminate dumping
of Hg into rivers [8,9], elevating the risk of methylmercury (MeHg) production—a toxic
species generated by bacteria present in river sediments [10].

Regarding Hg, more than its total concentration in sediments, its toxicity and risk
to human health [11,12] are closely tied to its speciation [13]. In sediments, inorganic Hg
can be bound to both mineral phases and organic matter (OM) [14]. However, in solid
materials with low OM contents, such as industrial and mining tailings, Hg is primarily
associated with Fe and Mn oxyhydroxides [15]. Altogether, the distribution of mercury in
various bearing phases depends on variables such as particle size [16], the surface area of
the minerals, the pH of the medium, and the presence of ligands such as C1~ and SO4%~,
along with other organic molecules [14].

Therefore, studying the speciation and availability of mercury in contaminated sedi-
ments such as mining tailings is essential for assessing the environmental and occupational
risks associated with ASGM activities involving this element. As an example, ASGM
impacts on the Madeira River Basin have been studied for years by determining total
mercury (THg) and MeHg in sediments, soils, water, particulate matter, aquatic biota, and
humans [17-21]. Yet, there is a lack of studies on Hg speciation on tailings from ASGM
dredges, which is arguably the most intense form of gold mining in this basin [8].

Among the techniques for Hg speciation, X-ray absorption spectroscopy (XAS) pro-
vides higher specificity, offering information about the oxidation state and the neighboring
atoms of mercury [22,23]. However, its accessibility is limited due to the high cost of equip-
ment and the complex infrastructure required for analysis. As an alternative, sequential
extraction is a tool that allows for the separation of mercury fractions through a simpler
and lower-cost procedure, providing information on interaction with the matrix, solubility,
and mobility [24-26].

The most widely used sequential extraction procedure (SEP) for mercury in the lit-
erature is that of Bloom et al. (2003), which consists of a five-step extraction: F1 (deion-
ized water), F2 (0.01 mol-L~! HCI + 0.1 mol-L~! CH;COOH), F3 (1 mol-L~! KOH), F4
(12 mol-L~! HNO3), and F5 (aqua regia) [27]. Despite its broad applicability, this protocol
has limitations such as a lack of specificity and selectivity [28,29], low recoveries for some
samples [30], and a long experiment time. Therefore, an adaptation of the methodology
becomes necessary to address these issues.

Motivated by these challenges, in this study, we propose a new adapted SEP to
investigate the speciation of mercury in ASGM dredge tailings. Additionally, Hg-bearing
phase characterization was investigated using mineralogy and geochemistry approaches.
The results provide complementary information to define each extraction step fraction. The
approach was applied to tailings from a Madeira River ASGM dredge, given the significant
number of ASGM dredges on its course [8] and the issue surrounding Hg in the Upper
Madeira River Basin. Our findings allowed us to infer the environmental fate and mobility
of mercury associated with the discharge of such highly contaminated ASGM tailings
into an Amazonian ecosystem. Furthermore, our dataset allows for an environmental risk
discussion considering its interaction with the native matrix under aqueous conditions and
dispersion in downstream ecosystems.

2. Materials and Methods
2.1. Sampling Site

The Madeira River has a water mass perimeter of 2752.39 km, with an area of
1566.03 km?2. It is the second-largest tributary of the Amazon River and contributes to
approximately 50% of its sediment load [31]. It originates in the confluence of the Mamoré
and Beni Rivers and is characterized as a whitewater river with a large abundance of
suspended material and a pH between 6 and 7. The suspended sediment load presents
a geological composition characteristic of the Andean regions (sedimentary and volcanic
rocks) and the Central Brazil Shield (igneous and metamorphic rocks) [32,33].
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2.2. Sampling and Sample Preparation

All materials used in collection, storage, and analysis underwent cleaning in a 5% HNO;
bath for at least 24 h, followed by triple rinsing with deionized water (18.0 + 0.2 MQ-cm™1).

An ASGM tailings sample was collected from a mining dredge operating in the
Madeira River (—9.586 latitude, —64.927 longitude) in April 2022. The tailings sample
was carefully taken, with a plastic bag, in a tank designated for storing the material to be
disposed of after the addition of mercury for gold amalgamation. The tailings were dried in
an oven at 40 °C and ground in an agate mortar before analysis to ensure the homogeneity
of the sample.

2.3. Mineralogy and Chemical Composition

The mineralogical composition of river sediments, tailings, and residues from each
stage of the sequential extraction was determined in the <63 um fraction by X-ray diffraction
(XRD) using the Rigaku® Ultima IV diffractometer with Cu K« radiation (A = 1.5406 A),
operating at 45 kV and 15 mA. The 20 range was from 2° to 60° with a scan rate of
0.083°/1 s. Mineral identification was based on their characteristic peaks using MDI Jade®
software version 9.

We used scanning electron microscopy coupled with energy dispersive X-ray spec-
troscopy (SEM-EDS) to identify the chemical composition at a microscopic level. For this,
a portion of the sample was deposited on a double-sided tape and analyzed, without
metallization, on a Jeol JSM-7000F with an accelerating voltage of 15 kV.

The procedure to determine organic matter content by loss of ignition (LOI) was, briefly,
to weigh 2.0 g of dry sediment in a porcelain crucible and insert it into an oven at 450 °C
for 4 h. The mass lost during the heating process could be considered an approximation of
the organic matter mass of the sample.

2.4. Hg Quantification

Mercury determination was performed by atomic absorption spectroscopy with Zee-
man correction (ZAAS RA-915+®, Lumex Instuments, St. Petersburg, Russia). For solution
analysis, we utilized the RP-91 accessory to perform cold vapor atomic absorption spec-
troscopy (CVAAS), with an airflow (ambient air) of 1.2 L-min~!, sample volume of 0.05 mL,
blank volume of 0.95 mL, 10% SnCl, solution volume (reducing agent) of 0.4 mL, and 1%
NaCl solution volume of 10 mL. All solutions were analyzed on the same day of extraction
to prevent analyte loss. For solid sample analysis, the PYRO pyrolysis furnace accessory
was used, which allowed for solid sample analysis by thermal desorption atomic absorption
spectroscopy (TDAAS). The operating mode used had an airflow (ambient air) of 1.2 to
0.8 L-min~!, first atomizer chamber temperature of 680 to 740 °C, second atomizer chamber
temperature of 600 to 770 °C, and analytical cell temperature of 680 to 730 °C.

The analytical curves for the CVAAS mode were prepared from a standard solution
of 1000 pg-mL~! Hg in 15% HNO3 Fluka®( Charlotte, NC, USA). Dilutions were made
in a solution that simulated the extract’s blank, composed of nanopure water, BrCl, and
the solution used for extraction in each step of the procedure. The limits of determination
(LD =10 x SD/b) calculation was based on the standard deviation (SD) of six measure-
ments of the extract’s blank and each analytical curve’s angular coefficient (b) (Table S1).
Accuracy was determined by the analysis of an Aldrich Hg standard solution, with a
recovery of >80%.

To determine total mercury in solid samples in TDAAS mode, the analytical curve
(peak area versus Hg mass) was made by weighing different portions of the PACS-3
reference material (marine sediment). The tailings bulk sample was mixed with silica gel for
chromatography (0.05-0.20 nm) Carlo Erba® (Emmendingen, Germany) and homogenized
in an agate mortar and pestle before analysis. The limit of determination (LD = 10 x SD/b)
calculation was based on the standard deviation (SD) of seven blank measurements and the
analytical curve’s angular coefficient (b) (Table S1). Accuracy was determined by analyzing
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the NIST 1646a reference material (estuarine sediment), which showed a recovery of
94 to 105%.

The precision for all mercury determinations was verified by the relative standard
deviation (RSD) of triplicate measurements. All triplicates had RSD < 13%.

2.5. Hg Sequential Extraction Procedure

The sequential extraction procedure was based on the original methodology of
Bloom et al. (2003), which consists of a five-step extraction of Hg [27]. Adaptations from
Hall et al. (2005) and Pinedo-Hernandez et al. (2015) [34,35] were also incorporated. Addi-
tionally, an extraction step with 6 mol-L~! HCl was added, aiming to remove Hg bound to
Fe oxides and hydroxides, following Vasques et al. (2020) [29], and the removal of the first
(deionized water) and third (1 mol-L~! KOH) steps of the original procedure, to simplify
the experiment and because the samples used did not contain significant levels of organic
matter to justify the use of the KOH step. A final modification was made by replacing
the acid decomposition of the sample in the last step with the determination of residual
Hg in the solid residue of the extraction by TDAAS. Thus, after removing the supernatant
with the third fraction, the solid residue was washed with MilliQQ water, dried in an oven
at 40 °C, and taken for TDAAS analysis. The applied procedure is detailed in Table 1 in
instructional form. The accuracy of the whole procedure was evaluated by the recovery

relative to the THg in the tailings sample, which varied from 89% to 101%.

Table 1. Adapted sequential extraction procedure for mercury speciation in gold mining tailings.

Fraction Number

Extracting Procedure

Fraction Name

Weigh 0.5 g of dry sediment into a 40 mL centrifuge tube and
add 6.25 mL of 0.1 mol-L~' HAc + 0.01 mol-L~! HCL. Leave
agitating for 18 h & 4 h. Centrifuge at 3000 rpm for 20 min.

Pour off the supernatant solution (aliquot 1) into another tube.

Add 0.25 mL of 0.2 mol-L~! BrCl to aliquot 1. Rinse the
residue (add another 6.25 mL of the same extracting solution
and shake vigorously). The rinsed aliquot should be added to
the first. Analyze the solution via CVAAS immediately after
completing the extraction procedure.

Exchangeable mercury—soluble in
0.1 mol-L~! HAc + 0.01 mol-L~! HCI

In a fume hood, add 6.25 mL of 6 mol-L~1 HNO; to the
residue from step 1. Leave agitating for 18 h & 4 h. Centrifuge
at 3000 rpm for 20 min. Pour off the supernatant solution
(aliquot 1) into another tube. Add 0.25 mL of 0.2 mol-L~1
BrCl to aliquot 1. Rinse the residue (add another 6.25 mL of
the same extracting solution and shake vigorously). The
rinsed aliquot should be added to the first. Analyze the
solution via CVAAS immediately after completing the
extraction procedure.

Oxidizable mercury—soluble in
6 mol-L~! HNO;

In a fume hood, add 6.25 mL of 6 mol-L~1 HCl to the residue
from step 2. Leave agitating for 18 h & 4 h. Centrifuge at
3000 rpm for 20 min. Pour off the supernatant solution
(aliquot 1) into another tube. Add 0.25 mL of 0.2 mol-L~1
BrCl to aliquot 1. Rinse the residue (add another 6.25 mL of
the same extracting solution and shake vigorously). The
rinsed aliquot should be added to the first. Analyze the
solution via CVAAS immediately after completing the
extraction procedure.

Mercury-bound Fe oxides—soluble in
6 mol-L~1 HCI

Rinse the residue from step 3 with ultrapure water: add
approximately 10 mL of water to the tube with the residue,
shake manually, centrifuge at 3000 rpm for 10 min, and
discard the supernatant. Repeat this step 3 times and, finally,
dry the residue in an oven (40 °C). Analyze the dried solid
residue by TDAAS.

Residual or strongly bound mercury
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2.6. Major Elements Determination

Major elements (except for K and Na) in the tailings were quantified at the Geochem-
istry Laboratory, University of Brasilia, by ICP-OES (Agilent 5100) after alkaline fusion with
lithium metaborate in a furnace at 950 °C for 60 min, followed by dissolution in 2 mol-L~!
HCI. K and Na were determined by ICP-MS (Thermo Scientific® ICAP-Q at Hydrosciences
Montpellier Laboratory, Paris, France) after a 4-step total acid digestion procedure in a
Savillex® PFA reactor(Eden Prairie, MN, USA) [36]. Major elements in the extraction
solutions were also analyzed by ICP-OES after dilution with deionized water. Certified
reference material NIST 1646a was used for analytical quality assurance in all analyses and
recoveries for each element were between 86% and 98%. Precision was verified by the RSD
of triplicate measurements. All triplicates had RSD < 10%.

2.7. Software and Data Analysis

Microsoft Excel 365 was used to process all numerical data and calculate uncertainties
for the results, as well as to plot the Hg SEP results and XDR results, which were exported
from MDI Jade® version 9 (Bodie, CA, USA). Additionally, GraphPad Prism 8.0 was used
for plotting elemental concentrations in the sequential extraction solutions and performing
the Grubbs test to identify outliers (alpha = 0.05). However, no outliers were identified in
our datasets. The measurements’ uncertainties are expressed as confidence intervals at a
95% confidence level, which were calculated by multiplying the propagated uncertainty of
the measurements by the adequate Student’s t value and dividing by the square root of the
number of replicates (n).

3. Results and Discussion
3.1. Geochemical Characterization of the Tailing

No organic matter was detected in the tailings, and minerals identified by XRD in the
tailings included quartz (SiO,, density = 2.62 g-cm™3), zircon (ZrSiOy, density = 4.65 g-cm—3),
ilmenite (FeTiO3, density = 4.72 g-cm~3), magnetite (Fe3Oy, density = 5.15 g-cm3), and
hematite (Fe;Os, density = 5.30 g-em%). Additionally, in some points analyzed by
SEM-EDS, minerals with chemical compositions similar to monazite ((Ce,La,Nd,Th)POy,
density = 5.15 g-cm~2) were found (Table S2). Except for quartz, these minerals are con-
sidered heavy due to their densities above 2.87 g-cm~3, and they reflect the gravimetric
separation process through which the sediments pass in the mining dredge [37].

THg concentration in the tailings was 103 & 16 mg-kg ™! (n = 6), which exceeded
by 10,300 times the background value of 0.01 mg-kg~! for the Madeira River sediments
defined by Pfeiffer [17] and was above values found in other studies [38—41] (Table 2). The
chemical composition of elements conventionally characterized as major was 21.56% Fe,
12.71% Si, 6.33% Ti, 0.81% Al, 0.60% P, 0.32% Mn, 0.21% Ca, 0.16% Mg, 0.53% K, and 0.07%
Na. Additionally, specifically in the case of this sample, Zr was considered a major element,
with a concentration of 13.92%.

Table 2. Total mercury concentrations in the tailing sample of this study and those of other studies
performed on gold mining tailings and the sediment background value for the Madeira River.

THg (mg-kg~—1)

Background for Madeira River sediments [17] 0.01
Odumo et al., 2014 [38] 8.90 £+ 2.56 (SD, n = 41)
de Andrade Lima et al., 2008 [39] 6.55 + 3.80 (SD,n =7)
Tibane and Mamba, 2023 [40] 0.63 + 0.99 (SD, n = 10)
Opiso et al., 2018 [41] 0.3 to 25.02
This work 103 £ 16 (Clgse,, n = 6)

Background value for Madeira River sediments described as the natural level by Pfeiffer et al. (1991) [17].
SD—standard deviation. Clgse,—confidence interval at 95% confidence level.
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Considering the high affinity of Hg for negatively charged surfaces [42], the high value
of THg retained in the tailings may be related to the presence of Fe oxides that exhibit a
negative charge at a neutral pH [43,44].

3.2. Changes in Mineralogy during the Sequential Extraction Procedure (SEP)

To assess the efficiency of each extraction step, we proposed a semi-quantitative
approach for evaluating the dissolution of Fe oxides. This method involved comparing the
X-ray diffraction (XRD) patterns between two consecutive SEP steps. To accomplish this,
we utilized zircon as a reference because it is a mineral considered extremely resistant to
acid dissolution. Therefore, the intensity of zircon’s highest peak, at interplanar distance
(d)=3.31A,was compared with the intensity of peaks from hematite (d =2.70 A), magnetite
(d =2.97 A), and ilmenite (d = 2.76 A) (refer to Table 3). Following F1, there was an observed
increase in the contribution of zircon, hematite, magnetite, and ilmenite to the overall
mineral composition of the sample. This can be attributed to the dissolution of residues
from more soluble minerals that were not identifiable in the diffractogram (see Figure 1).

Table 3. Intensities for characteristic peaks of hematite, ilmenite, and magnetite divided by the
intensity of zircon’s peak at d = 3.31 A.

Hematite Ilmenite Magnetite
Ratio dz 70/d331 Ratio dp 76/d331 Ratio dp.97/d331
Before SEP 0.02 0.01 -a
After F1 0.07 0.05 0.02
After F2 0.07 0.08 0.04
After F3 0.05 0.12 0.03

The ratios represent each mineral’s contribution relative to zircon, which was chosen as the denominator due to
its conservative behavior in the sample. *—magnetite could not be identified before the SEP.

|2 Z - Zircon
a Q - Quartz
| - limenite
M - Magnetite
H - Hematite

. After F1+F2 +F3

L After F1 + F2 J

| Before SEP

L A e i T

2.0

16.0 30.0 44.0 58.0
26 (degrees)

Figure 1. X-ray diffractogram of tailings sample before and after each step of the SEP. The peaks cited
in the discussion are represented in red letters: d = 2.70 A (hematite), d = 2.76 A (ilmenite), d = 2.97 A
(magnetite), and d = 3.31 A (zircon).

After F2, the ratios of the magnetite and ilmenite increased relative to zircon (refer
to Table 3), suggesting the preservation of these oxides in the sample. The ratio of the



Toxics 2024, 12, 326

7 of 14

hematite peak remained constant, indicating no significant alteration in these minerals after
HNOj treatment.

Following F3, a decrease in the ratios of the hematite and magnetite peaks relative
to zircon was observed, indicating that HCl partially dissolved the target minerals of the
fraction (iron oxides), as the peaks of these minerals were still present in the diffractogram.
Inversely, the ratio of the ilmenite peak relative to zircon increased, revealing the mineral’s
resistance to 6 mol-L~! HCL.

3.3. Changes in Chemistry during the SEP

Validation was not conducted for the extraction of elements other than Hg in the
solutions as more suitable SEP protocols, such as the Community Bureau of Reference (BCR)
and Tessier methods, exist for them. However, a semi-quantitative analysis of the extraction
profile (Figure 2) of these elements was performed to complement the information on the
compounds dissolved during the extractions (Table 54).

The low concentrations of extracted Zr (Figure 2) demonstrated a high resistance of
zircon to the extracting solutions, considering it was one of the most abundant minerals
in the tailings, according to XRD analysis (Figure 1), and that Zr constituted 13.92% of
the sample. Similarly, the amount of Si extracted (Figure 2) did not reflect the significant
contribution of quartz peaks in the diffractogram (Figure 1), confirming that quartz was
insoluble in any of the reagents used, as expected. Furthermore, despite the significant Si
concentrations in the extraction profile (Figure 2), the sum was still small when compared
to that of the total sample (0.4% of total Si). Therefore, it can be assumed that the extracted
Si originated from other less resistant and less abundant silicates in the sample such as
illite, chlorite, kaolinite, and smectite, which did not appear in the diffractograms, but are
typical clay minerals from the Madeira River basin [45].

K and Na had the highest concentrations in F1 (Figure 2), indicating that the solution
could indeed dissolve most of the elements that participated in weak electrostatic inter-
actions, were known to be bound to negatively charged surfaces of minerals, and were
released in the process of cation exchange with H* from the acids [42].

In F2, Al, Mg, Mn, P, Si, and Zr exhibited their highest concentrations (Figure 2),
indicating a higher susceptibility of these elements to oxidation promoted by HNO3 and
the probable partial dissolution of clay minerals and Al and Mn oxyhydroxides.

In F3, Fe and Ti presented their highest concentrations (Figure 2). We hypothesized that
the majority of the extracted Fe did not originate from the iron oxides observed in the XRD
analysis as their peaks did not disappear after the F3 extraction but rather from weathered
(or secondary) Fe oxyhydroxides. Although not identified in the diffractograms, weathered
minerals may have existed in smaller proportions (<2%) and contributed to the baseline
noise observed in Figure 1. These secondary minerals, such as Fe oxyhydroxides, are known
to sequester elements such as Ti [42] and could have contributed to the concentrations of Ti
extracted in F3.

Finally, based on changes in mineralogy and element extraction profiles, we named
the fractions (or the extraction steps) as follows:

e  F1: exchangeable mercury—weakly bound to the sample matrix and, therefore, more
bioavailable. Extraction accompanies the dissolution of highly soluble minerals and
elements known for cation exchange.

e  F2: oxidizable mercury—poorly soluble and extracted through the oxidation of bonds
with HNOj. Extraction accompanies the dissolution of Fe, Al, and Mn oxyhydroxides.

e  F3: mercury bound to Fe oxides—poorly soluble and primarily associated with Fe
oxides. Extraction accompanies the dissolution of Fe, Al, and Mn oxyhydroxides, as
well as the partial dissolution of magnetite and hematite.

e  F4: strongly bound mercury—forming highly stable bonds to minerals in the sample
matrix. Possibly strongly bound to zircon, ilmenite, hematite, and magnetite or
included in the internal structure of minerals.
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Figure 2. Graphs of concentrations of the elements analyzed in the sequential extraction solutions.

Error bars represent the confidence intervals at the 95% confidence level (n = 3).
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3.4. Hg Speciation

Figure 3 and Table 4 present the mercury contents found in each fraction and recovery
relative to the total Hg concentration in the sample before extraction. The average recovery
(XFn/THg) was high at 94%. The fraction with the highest Hg content was F3, with an
average of 36.9 + 3.6 mg-kg~! and a proportion of 36% of THg. This indicates a preferential
interaction of mercury with Fe oxides. This interaction has been observed in previous
studies [15,46], and Biester et al. (2002) reported that Hg bound to Fe oxides and hydroxides
in organic-poor soils near a chlor—alkali industry [47].

120.0

0.13%

L)
0.11% 0.12% 0.10%

40.0
20.0
0.0
R1 R2 R3 R4
B F1 - exchangeable Hg B2 - oxidizable Hg

B FE3 - Hg bound to Fe oxides W F4 - strongly bound Hg

Figure 3. Graph with Hg content in each SEP fraction. The colors represent different fractions, and
values within each bar, or at the top, in the case of the residue, are the percentages of each fraction
relative to THg.

Table 4. Mercury concentrations and percentages determined in each fraction through the SEP in five
laboratory replicates.

Replicates F1 F2 F3 F4 ZFn Recovery
mg-kg~1 F1/THg mg-kg~1 F2/THg mg-kg~1 F3/THg mg-kg1 F4/THg mg-kg~1

R1 26.66 £ 0.04 26% 34.0+0.1 33% 342403 33% 0.15+0.02 0.1% 95.0£0.3 92%

R2 28.76 &= 0.04 28% 33.4 4+ 0.1 32% 425+04 41% 0.132 + 0.007 0.1% 104.8 - 0.4 101%

R3 27.52 £ 0.04 27% 31.8 0.1 31% 379403 37% 0.12 4+ 0.01 0.1% 974+ 0.4 94%

R4 28.03 £ 0.04 27% 30.1+0.1 29% 36.2+£03 35% 0.13 £ 0.02 0.1% 94.5+03 91%

R5 26.88 £ 0.04 26% 31.3+0.1 30% 33.6 £0.3 32% 0.10 £ 0.02 0.1% 91.8 £03 89%
Average 27.6 27% 32.1 31% 36.9 36% 0.13 0.1% 96.7 94%
RSD 3% 3% 5% 5% 10% 10% 14% 14% 5% 5%

ZFn represents the sum of the mercury in all four fractions and the recovery is expressed relative to the total
mercury in the tailing (THg = 103 4+ 16 mg-kg ™).

After F3, the fractions with the highest Hg contents were F2 and F1, comprising
31% and 27% of the total, respectively. Although the Hg from F1, weakly bound and
more available, constituted a lower proportion in the tailings than F2 and F3, the average
concentration of 27.6 + 0.9 mg-kg~! found in this fraction already indicated a severe con-
tamination risk for the biota of the Madeira River. This value far surpassed the background
level of 0.01 mg-kg~! and, being the most bioavailable fraction, underlines the harmfulness
of tailings for the ecosystem and human health, as discussed further in the Environmental
implications section.

The original work by Bloom attributed elemental mercury to the fraction soluble in
HNO; (F2 in this work) [27]. However, this species is scarcely found in samples stored
for more than ten days [48]. Furthermore, studies that identified mercury in this fraction
and conducted speciation assays by TDAAS emphasize that Hg(0) is not a relevant species
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in the samples’ composition. The species present in this fraction can be Hg(II) bound to
amorphous organosulfides and Fe and Mn oxyhydroxides [15,49]. Gilli et al. (2018) even
observed an increase in the concentration of Fe accompanying the increase in mercury in
the fraction soluble in HNOj [49]. Therefore, we can infer that while part of the Hg(0)
added to the sediment evaporates locally during the mining process, another part oxidizes
to Hg(II) during the brief time that it is stored in tanks inside the dredges. Due to the
stability of Hg(0) regarding the oxidation process, the substantial amount of mercury added
to amalgamate with the gold already leads to high concentrations of Hg(II), even though
only a minor fraction would be oxidized.

To compare, Magalhaes and Tubino (1995) showed that Hg added in drops to a NaCl
30 G-L~! solution under agitation oxidized and reached a concentration of 13 pg-mL~! in
less than 3 h of the experiment [50]. Additionally, another study on areas contaminated
by chlor-alkali industries indicates that, over time, Hg(0) oxidizes and forms recalcitrant
compounds with sulfur (HgS, Hgs3S,Cl,) or more soluble compounds such as HgSO,
and HgO [24]. Since sulfur was not detected in our sample, it is expected that, before
coming into contact with river sediments, Hg is already oxidized and interacting with other
elements. However, once in an environment with sulfur atoms and organic matter, the
formation of compounds with Hg-S bonds and Hg-OM complexes can occur.

The low content in F4, averaging 0.1% of the total or 0.13 4 0.02 mg-kg !, indicates
that the strongly bound mercury contributes minimally to the total in the tailings. This
may suggest that it comprises mercury that is naturally present in the heavy minerals
of the Madeira River sediments and is, thus, immobilized. This finding agrees with the
larger content of Hg in mined sediments being from an anthropogenic source, similar to
the findings of Goix et al. (2019) using mercury isotopic signatures [51].

3.5. Environmental Implications

While the majority of the Hg in the tailings was present in fractions suggesting low
mobility (poorly soluble), the average value of 27.6 &= 0.9 mg-kg~! in F1 (exchangeable)
was already more than 2700 times higher than the background value for sediments in
the Madeira River (Table 2) [17]. The unregulated disposal of this material into the river,
along with the continuous dredging of sediments, leads to sediment resuspension in the
water column. This facilitates the transport of contaminated tailings along the river course
through suspended solids and leads to the dispersion of large Hg amounts. Additionally,
reintroducing mercury-rich tailings with a large bioavailable pool into the river may result
in interactions with other mineral phases and biogeochemical processes, altering its mobility,
bioavailability, and bioaccessibility in the natural environment.

The portion in the exchangeable fraction (F1) may contribute to the flux of Hg in the
water, where it can become associated with biofilms, which serve as compartments for
Hg entry into the food chain [52]. This happens because Hg in this fraction is bonded
to the matrix by weak electrostatic interactions that can be easily broken down by cation
exchange processes [53]. When mercury is desorbed from the matrix in the river, it can be
released to the dissolved phase and re-adsorbed in the particulate phase, forming more
stable bonds with the S atoms from the OM [54]. Then, once Hg is associated with OM, it
can be transported through greater distances than it could when it was adsorbed in the
tailings, increasing the reach of the contamination.

F2 (oxidizable) and F3 (bound to Fe oxides), together, comprised 67% (69 mg-kg 1) of
the total mercury in the tailings and were defined as poorly soluble fractions. Despite this,
they could also be considered pollution sources depending on the pH and redox potential
of the environment in which they are introduced. For instance, Liang et al. (2019) found
that in environments with a pH ranging from 4.33 to 7.07, mercury in tailings discarded in
the river can migrate, over time, from the fraction soluble in HNOj to one soluble in KOH
(associated with organic matter) [55]. This suggests that in whitewater rivers, such as the
Madeira River, with a pH range of 6 to 8.5 [56], Hg species redistribution could occur in
situations where these pH ranges overlap.
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Furthermore, our results indicate a severe risk of Hg species redistribution in ASGM
tailings samples from the Madeira River. Following the transport of tailings particles, Hg
in F1, F2, and F3 (94% of THg, 96.6 mg-kg~!) may eventually transform into MeHg in the
sediment if it reaches environments such as floodplains, estimated to be 800.000 km? in
the Amazon basin [57], and water reservoirs associated with hydroelectric power plant
dams [58,59]. Their sediment, rich in clay fraction and OM, can provide adequate conditions
for methylation, such as low oxygen levels at the bottom of the water column and reducing
conditions in surficial sediment, in which sulfate-reducing and iron-reducing bacteria take
in Hg(Il) from sediments and produce MeHg [60-62]. Previous studies have shown that
reservoirs, such as the one at the Jirau hydroelectric power plant, downstream from the
dredge where the tailings were sampled, not only are responsible for increased MeHg
production locally but can impact downstream areas as well [60].

In a scenario where the studied tailings reach a floodplain, where changes in redox
potential occur seasonally [63], Hg in F2 and F3 could change its speciation and become
more labile, leading to it being more easily redistributed to mineral and organic phases in
bottom sediments and particulate matter. This would make it available for methylation,
such as was previously observed by Pestana et al. (2019) in the Cunia Lake, a floodplain in
the Madeira River Basin, where the authors also demonstrated Hg transfer from sediment
to biota [19].

Finally, it is also worth pointing out that Crowther et al. (2021) reported the dissolution
of strongly bound Hg compounds in sediments from an area impacted with Hg(0) and
emphasized that Hg soluble in HNOj3 or aqua regia can be dissolved in water and re-
adsorbed onto sediments as compounds with higher mobility than they originally had [52].
This implies that even F4 could be a source of Hg for the methylation process in the
long term.

4. Conclusions

The adapted and applied sequential extraction procedure (SEP) seems particularly
well suited to the separation of distinct mercury fractions from the ASGM tailings samples
derived from dredge operations in rivers. In the Madeira River sample, the SEP was applied
with high recovery rates (89% to 101%), taking into consideration the mineralogy and
chemical composition of the tailings before the analysis. The total mercury concentration
was notably high at 103 4+ 16 mg-kg !, significantly surpassing the background level. The
SEP results indicate that Hg preferentially binds to Fe (hydr)oxides.

The geochemical characterization and mercury speciation of the tailing samples unveil
a severe contamination risk to the Madeira River ecosystem, seeing that there was 27%
of THg in the most bioavailable fraction. Furthermore, the disposal of tailings into rivers
poses both immediate and long-term risks, considering potential Hg redistributions in
aquatic ecosystems downstream of tailing disposal sites. Considering the Hg speciation
results, the high concentration of Hg in a weakly bound form (27.6 mg-kg ') in the tailings
can facilitate methylmercury production in reducing conditions during post-depositional
processes, while other mercury fractions are more likely to represent a long-term Hg source
for the aquatic ecosystem.

In conclusion, this study emphasizes the imperative need for gold mining surveillance
in the Amazon and advocates for responsible tailing management practices to mitigate
environmental contamination and safeguard the health of the ecosystem. Additionally, we
encourage future Hg speciation studies in other ASGM tailings in highly impacted rivers
such as Beni and Oiapoque and indigenous territories like Yanomami and Mundurucu.

Supplementary Materials: The following supporting information can be downloaded at:
https:/ /www.mdpi.com/article/10.3390 /toxics12050326 /s1, Figure S1: SEM image of the tailings
sample with targeted spots represented in points where EDS analysis was performed; Table S1:
Analytical parameters of mercury determination; Table S2: EDS results in % weight of each ele-
ment; Table S3: Major elements concentration in the ASGM tailings sample; Table S4: Elements
concentration in the first three sequential extraction procedure steps.


https://www.mdpi.com/article/10.3390/toxics12050326/s1

Toxics 2024, 12, 326 12 of 14

Author Contributions: Conceptualization, ] PR.d.S., JM.Q., M.d.S.T., ].R.d.S. and ].G.; methodology,
JPR.AS., JM.Q,, J.R.d.S. and ].G; validation, ].P.R.d.S. and ].M.Q.; investigation, ] P.R.d.S., JM.Q.,
J.G., HL.R. and M.d.S.T,; resources, J.R.d.S., HL.R. and ].G.; writing—original draft preparation,
J.PR.d.S.; writing—review and editing, ].P.R.d.S., ] M.Q., M.d.S.T., PS. and ].G.; supervision, ].R.d.S.
and J.G,; funding acquisition, J.G. All authors have read and agreed to the published version of
the manuscript.

Funding: This research was funded by CNPq, grant number 408035/2021-8, FAP-DF, grant number
00193-00000308 /2023-1, and Coordenacao de Aperfeicoamento de Pessoal de Nivel Superior—Brasil
(CAPES)—Finance Code 001.

Data Availability Statement: All data used in this work is available either within the article or in the
supporting information file.

Acknowledgments: We thank the technical staff at the Microscopy and Microanalysis Laboratory,
Institute of Biology, and the X-ray Diffraction Laboratory, Institute of Geosciences, both at the
University of Brasilia, for their support with our SEM-EDS and XRD analyses, respectively.

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

References

1.  Siqueira-Gay, J.; Sanchez, L.E. The Outbreak of Illegal Gold Mining in the Brazilian Amazon Boosts Deforestation. Reg. Environ.
Chang. 2021, 21, 28. [CrossRef]

2. Crespo-Lopez, M.E.; Augusto-Oliveira, M.; Lopes-Aratjo, A.; Santos-Sacramento, L.; Yuki Takeda, P.; de Matos Macchi, B.; do
Nascimento, ].L.M.; Maia, C.S.F; Lima, R.R.; Arrifano, G.P. Mercury: What Can We Learn from the Amazon? Environ. Int. 2021,
146, 106223. [CrossRef] [PubMed]

3. Lacerda, L.D. Global Mercury Emissions from Gold and Silver Mining. Water Air Soil Pollut. 1997, 97, 209-221. [CrossRef]

4. UN Environment. Global Mercury Assessment 2018; UN Environment Programme Chemicals and Health Branch: Geneva,
Switzerland, 2019.

5. Gerson, J.R,; Szponar, N.; Zambrano, A.A.; Bergquist, B.; Broadbent, E.; Driscoll, C.T.; Erkenswick, G.; Evers, D.C.; Fernandez, L.E.;
Hsu-Kim, H.; et al. Amazon Forests Capture High Levels of Atmospheric Mercury Pollution from Artisanal Gold Mining. Nat.
Commun. 2022, 13, 559. [CrossRef] [PubMed]

6. de Lacerda, L.D.; Pfeiffer, W.C.; Ott, A.T.; Da Silveira, E.G. Mercury Contamination in the Madeira River, Amazon-Hg Inputs to
the Environment. Biotropica 1989, 21, 91. [CrossRef]

7. Pfeiffer, W.C.; Lacerda, L.D.; Salomons, W.; Malm, O. Environmental Fate of Mercury from Gold Mining in the Brazilian Amazon.
Environ. Rev. 1993, 1, 26-37. [CrossRef]

8. Pestana, I.A.; de Rezende, C.E.; Almeida, R.; de Lacerda, L.D.; Bastos, W.R. Let’s Talk about Mercury Contamination in the
Amazon (Again): The Case of the Floating Gold Miners’ Village on the Madeira River. Extr. Ind. Soc. 2022, 11, 101122. [CrossRef]

9.  Veiga, M.M.; Hinton, J.J. Abandoned Artisanal Gold Mines in the Brazilian Amazon: A Legacy of Mercury Pollution. Nat. Resour.
Forum 2002, 26, 15-26. [CrossRef]

10. Beckers, E; Rinklebe, J. Cycling of Mercury in the Environment: Sources, Fate, and Human Health Implications: A Review. Crit.
Rev. Environ. Sci. Technol. 2017, 47, 693-794. [CrossRef]

11. Hu, X.E; Lowe, M.; Chan, H.M. Mercury Exposure, Cardiovascular Disease, and Mortality: A Systematic Review and Dose-
Response Meta-Analysis. Environ. Res. 2021, 193, 110538. [CrossRef]

12.  Zhang, C,; Gan, C; Ding, L.; Xiong, M.; Zhang, A.; Li, P. Maternal Inorganic Mercury Exposure and Renal Effects in the Wanshan
Mercury Mining Area, Southwest China. Ecotoxicol. Environ. Saf. 2020, 189, 109987. [CrossRef]

13.  Diriscoll, C.T.; Mason, R.P.; Chan, H.M.; Jacob, D.].; Pirrone, N. Mercury as a Global Pollutant: Sources, Pathways, and Effects.
Environ. Sci. Technol. 2013, 47, 4967-4983. [CrossRef] [PubMed]

14.  Morel, EM.M,; Kraepiel, A.M.L.; Amyot, M. The Chemical Cycle and Bioaccumulation of Mercury. Annu. Rev. Ecol. Syst. 1998, 29,
543-566. [CrossRef]

15.  Covelli, S.; Petranich, E.; Pavoni, E.; Signore, S. Can Sediments Contaminated by Mining Be a Source of Mercury in the Coastal
Environment Due to Dredging? Evidence from Thermo-Desorption and Chemical Speciation. Bull. Environ. Contam. Toxicol. 2021,
106, 942-948. [CrossRef] [PubMed]

16. Xu,].; Bland, G.D.; Gu, Y.; Ziaei, H.; Xiao, X.; Deonarine, A.; Reible, D.; Bireta, P.; Hoelen, T.P.; Lowry, G.V. Impacts of Sediment
Particle Grain Size and Mercury Speciation on Mercury Bioavailability Potential. Environ. Sci. Technol. 2021, 55, 12393-12402.
[CrossRef]

17.  Pfeiffer, W.C.; Malm, O.; Souza, CM.M.; Drude De Lacerda, L.; Silveira, E.G.; Bastos, W.R. Mercury in the Madeira River
Ecosystem, Rondénia, Brazil. For. Ecol. Manag. 1991, 38, 239-245. [CrossRef]

18. Bastos, W.R.; Gomes, J.P.O.; Oliveira, R.C.; Almeida, R.; Nascimento, E.L.; Bernardi, ].V.E.; de Lacerda, L.D.; da Silveira, E.G.;

Pfeiffer, W.C. Mercury in the Environment and Riverside Population in the Madeira River Basin, Amazon, Brazil. Sci. Total
Environ. 2006, 368, 344-351. [CrossRef]


https://doi.org/10.1007/s10113-021-01761-7
https://doi.org/10.1016/j.envint.2020.106223
https://www.ncbi.nlm.nih.gov/pubmed/33120229
https://doi.org/10.1007/BF02407459
https://doi.org/10.1038/s41467-022-27997-3
https://www.ncbi.nlm.nih.gov/pubmed/35091543
https://doi.org/10.2307/2388449
https://doi.org/10.1139/a93-004
https://doi.org/10.1016/j.exis.2022.101122
https://doi.org/10.1111/1477-8947.00003
https://doi.org/10.1080/10643389.2017.1326277
https://doi.org/10.1016/j.envres.2020.110538
https://doi.org/10.1016/j.ecoenv.2019.109987
https://doi.org/10.1021/es305071v
https://www.ncbi.nlm.nih.gov/pubmed/23590191
https://doi.org/10.1146/annurev.ecolsys.29.1.543
https://doi.org/10.1007/s00128-021-03159-x
https://www.ncbi.nlm.nih.gov/pubmed/33655405
https://doi.org/10.1021/acs.est.1c03572
https://doi.org/10.1016/0378-1127(91)90145-L
https://doi.org/10.1016/j.scitotenv.2005.09.048

Toxics 2024, 12, 326 13 of 14

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

Pestana, L. A.; Almeida, M.G.; Bastos, W.R.; Souza, C.M.M. Total Hg and Methylmercury Dynamics in a River-Floodplain System
in the Western Amazon: Influence of Seasonality, Organic Matter and Physical and Chemical Parameters. Sci. Total Environ. 2018,
656, 388-399. [CrossRef]

Bastos, W.R.; Dérea, J.G.; Lacerda, L.D.; Almeida, R.; Costa-Junior, W.A.; Baia, C.C.; Sousa-Filho, L.E,; Sousa, E.A.; Oliveira, .A.S.;
Cabral, C.S,; et al. Dynamics of Hg and MeHg in the Madeira River Basin (Western Amazon) before and after Impoundment of a
Run-of-River Hydroelectric Dam. Environ. Res. 2020, 189, 109896. [CrossRef] [PubMed]

Lechler, PJ.; Miller, J.R.; Lacerda, L.D.; Vinson, D.; Bonzongo, J.-C.; Lyons, W.B.; Warwick, ].J. Elevated Mercury Concentrations in
Soils, Sediments, Water, and Fish of the Madeira River Basin, Brazilian Amazon: A Function of Natural Enrichments? Sci. Total
Environ. 2000, 260, 87-96. [CrossRef]

Skyllberg, U.; Persson, A.; Tjerngren, I.; Kronberg, R.-M.; Drott, A.; Meili, M.; Bjorn, E. Chemical Speciation of Mercury, Sulfur
and Iron in a Dystrophic Boreal Lake Sediment, as Controlled by the Formation of Mackinawite and Framboidal Pyrite. Geochim.
Cosmochim. Acta 2021, 294, 106-125. [CrossRef]

O’Connor, D.; Hou, D.; Ok, Y.S.; Mulder, J.; Duan, L.; Wu, Q.; Wang, S.; Tack, EM.G.; Rinklebe, J. Mercury Speciation,
Transformation, and Transportation in Soils, Atmospheric Flux, and Implications for Risk Management: A Critical Review.
Environ. Int. 2019, 126, 747-761. [CrossRef] [PubMed]

Eckley, C.S.; Gilmour, C.C.; Janssen, S.; Luxton, T.P.; Randall, PM.; Whalin, L.; Austin, C. The Assessment and Remediation of
Mercury Contaminated Sites: A Review of Current Approaches. Sci. Total Environ. 2020, 707, 136031. [CrossRef]

Aradjo, PR.M.; Biondi, C.M.; do Nascimento, C.W.A; da Silva, EB.V.; Alvarez, A.M. Bioavailability and Sequential Extraction of
Mercury in Soils and Organisms of a Mangrove Contaminated by a Chlor-Alkali Plant. Ecotoxicol. Environ. Saf. 2019, 183, 109469.
[CrossRef] [PubMed]

Gutiérrez-Mosquera, H.; Marrugo-Negrete, ].; Diez, S.; Morales-Mira, G.; Montoya-Jaramillo, L.J.; Jonathan, M.P. Distribution of
Chemical Forms of Mercury in Sediments from Abandoned Ponds Created during Former Gold Mining Operations in Colombia.
Chemosphere 2020, 258, 127319. [CrossRef]

Bloom, N.S.; Preus, E.; Katon, J.; Hiltner, M. Selective Extractions to Assess the Biogeochemically Relevant Fractionation of
Inorganic Mercury in Sediments and Soils. Anal. Chim. Acta 2003, 479, 233-248. [CrossRef]

Reis, A.T.; Davidson, C.M.; Vale, C.; Pereira, E. Overview and Challenges of Mercury Fractionation and Speciation in Soils.
TrAC-Trends Anal. Chem. 2016, 82, 109-117. [CrossRef]

Vasques, I.C.F,; Egreja Filho, FE.B.; Morais, E.G.; Lima, ER.D.; Oliveira, ].R.; Pereira, P.; Guilherme, L.R.G.; Marques, ].]. Mercury
Fractionation in Tropical Soils: A Critical Point of View. Chemosphere 2020, 257, 127114. [CrossRef]

Staun, C.; Vaughan, J.; Lopez-Anton, M.A.; Rumayor, M.; Martinez-Tarazona, M.R. Geochemical Speciation of Mercury in Bauxite.
Appl. Geochem. 2018, 93, 30-35. [CrossRef]

Vauchel, P; Santini, W.; Guyot, ].L.; Moquet, ].S.; Martinez, ].M.; Espinoza, J.C.; Baby, P; Fuertes, O.; Noriega, L.; Puita, O.; et al. A
Reassessment of the Suspended Sediment Load in the Madeira River Basin from the Andes of Peru and Bolivia to the Amazon
River in Brazil, Based on 10 Years of Data from the HYBAM Monitoring Programme. J. Hydrol. 2017, 553, 35-48. [CrossRef]
Leite, N.K; Krusche, A.V.; Ballester, M.V.R.; Victoria, R.L.; Richey, ].E.; Gomes, B.M. Intra and Interannual Variability in the
Madeira River Water Chemistry and Sediment Load. Biogeochemistry 2011, 105, 37-51. [CrossRef]

Ayes Rivera, I.; Armijos Cardenas, E.; Espinoza-Villar, R.; Espinoza, J.; Molina-Carpio, J.; Ayala, ]J.; Gutierrez-Cori, O.;
Martinez, ].-M.; Filizola, N. Decline of Fine Suspended Sediments in the Madeira River Basin (2003-2017). Water 2019, 11, 514.
[CrossRef]

Hall, G.E.M,; Pelchat, P. The Design and Application of Sequential Extractions for Mercury, Part 2. Resorption of Mercury onto
the Sample during Leaching. GEEA 2005, 5, 115-121. [CrossRef]

Pinedo-Hernandez, J.; Marrugo-Negrete, ].; Diez, S. Speciation and Bioavailability of Mercury in Sediments Impacted by Gold
Mining in Colombia. Chemosphere 2015, 119, 1289-1295. [CrossRef] [PubMed]

Tonhd, M.S.; Garnier, J.; Aratjo, D.F,; Cunha, B.C.A.; Machado, W.; Dantas, E.; Aratjo, R.; Kutter, V.T.; Bonnet, M.-P; Seyler, P.
Behavior of Metallurgical Zinc Contamination in Coastal Environments: A Survey of Zn from Electroplating Wastes and
Partitioning in Sediments. Sci. Total Environ. 2020, 743, 140610. [CrossRef] [PubMed]

Lauthartte, L.C.; Gomes, D.; Mussy, M.; Holanda, I; Almeida, R.; Bastos, W. Potencial exposicao ao mercurio atmosférico no
ambiente ocupacional de comércios de ouro de Porto Velho, Rondénia. Quim. Nova 2018, 2018. [CrossRef]

Odumo, B.O.; Carbonell, G.; Angeyo, H.K; Patel, ].P.,; Torrijos, M.; Rodriguez Martin, J.A. Impact of Gold Mining Associated with
Mercury Contamination in Soil, Biota Sediments and Tailings in Kenya. Environ. Sci Pollut. Res. 2014, 21, 12426-12435. [CrossRef]
[PubMed]

de Andrade Lima, L.R.P; Bernardez, L.A.; Barbosa, L.A.D. Characterization and Treatment of Artisanal Gold Mine Tailings. J.
Hazard. Mater. 2008, 150, 747-753. [CrossRef] [PubMed]

Tibane, L.V.; Mamba, D. Environmental Risk Assessment, Principal Component Analysis, Tracking the Source of Toxic Heavy
Metals of Solid Gold Mine Waste Tailings, South Africa. Environ. Forensics 2023, 1-17. [CrossRef]

Opiso, E.M.; Aseneiro, J.PJ.; Banda, M.H.T.; Tabelin, C.B. Solid-Phase Partitioning of Mercury in Artisanal Gold Mine Tailings
from Selected Key Areas in Mindanao, Philippines, and Its Implications for Mercury Detoxification. Waste Manag. Res. 2018, 36,
269-276. [CrossRef]


https://doi.org/10.1016/j.scitotenv.2018.11.388
https://doi.org/10.1016/j.envres.2020.109896
https://www.ncbi.nlm.nih.gov/pubmed/32979999
https://doi.org/10.1016/S0048-9697(00)00543-X
https://doi.org/10.1016/j.gca.2020.11.022
https://doi.org/10.1016/j.envint.2019.03.019
https://www.ncbi.nlm.nih.gov/pubmed/30878870
https://doi.org/10.1016/j.scitotenv.2019.136031
https://doi.org/10.1016/j.ecoenv.2019.109469
https://www.ncbi.nlm.nih.gov/pubmed/31376803
https://doi.org/10.1016/j.chemosphere.2020.127319
https://doi.org/10.1016/S0003-2670(02)01550-7
https://doi.org/10.1016/j.trac.2016.05.008
https://doi.org/10.1016/j.chemosphere.2020.127114
https://doi.org/10.1016/j.apgeochem.2018.03.007
https://doi.org/10.1016/j.jhydrol.2017.07.018
https://doi.org/10.1007/s10533-010-9568-5
https://doi.org/10.3390/w11030514
https://doi.org/10.1144/1467-7873/03-062
https://doi.org/10.1016/j.chemosphere.2014.09.044
https://www.ncbi.nlm.nih.gov/pubmed/25460774
https://doi.org/10.1016/j.scitotenv.2020.140610
https://www.ncbi.nlm.nih.gov/pubmed/32659555
https://doi.org/10.21577/0100-4042.20170253
https://doi.org/10.1007/s11356-014-3190-3
https://www.ncbi.nlm.nih.gov/pubmed/24943890
https://doi.org/10.1016/j.jhazmat.2007.05.028
https://www.ncbi.nlm.nih.gov/pubmed/17583425
https://doi.org/10.1080/15275922.2023.2172478
https://doi.org/10.1177/0734242X17753534

Toxics 2024, 12, 326 14 of 14

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.

62.

63.

Brown, G.E.; Calas, G. Environmental Mineralogy—Understanding Element Behavior in Ecosystems. Comptes Rendus Geosci.
2011, 343, 90-112. [CrossRef]

Smith, K.S. Metal Sorption on Mineral Surfaces: An Overview with Examples Relating to Mineral Deposits. In Reviews in Economic
Geology; Society of Economic Geologists: Littleton, CO, USA, 1999; Volume 6A, p. 25. ISBN 978-1-62949-564-4.

Milonji¢, S.K.; Kope¢ni, M.M,; Ili¢, Z.E. The Point of Zero Charge and Adsorption Properties of Natural Magnetite. J. Radioanal.
Chem. 1983, 78, 15-24. [CrossRef]

Guyot, J.L.; Jouanneau, ].M.; Soares, L.; Boaventura, G.R.; Maillet, N.; Lagane, C. Clay Mineral Composition of River Sediments in
the Amazon Basin. CATENA 2007, 71, 340-356. [CrossRef]

Debure, M.; Grangeon, S.; Robinet, ].-C.; Madé, B.; Fernandez, A.M.; Lerouge, C. Influence of Soil Redox State on Mercury
Sorption and Reduction Capacity. Sci. Total Environ. 2020, 707, 136069. [CrossRef] [PubMed]

Biester, H.; Miiller, G.; Scholer, H.F. Binding and Mobility of Mercury in Soils Contaminated by Emissions from Chlor-Alkali
Plants. Sci. Total Environ. 2002, 284, 191-203. [CrossRef] [PubMed]

Reis, A.T.; Coelho, ]J.P.; Rucandio, I.; Davidson, C.M.; Duarte, A.C.; Pereira, E. Thermo-Desorption: A Valid Tool for Mercury
Speciation in Soils and Sediments? Geoderma 2015, 237-238, 98-104. [CrossRef]

Gilli, R.; Karlen, C.; Weber, M.; Riiegg, ].; Barmettler, K.; Biester, H.; Boivin, P; Kretzschmar, R. Speciation and Mobility of Mercury
in Soils Contaminated by Legacy Emissions from a Chemical Factory in the Rhone Valley in Canton of Valais, Switzerland. Soil
Syst. 2018, 2, 44. [CrossRef]

de Magalhaes, M.E.A_; Tubino, M. A Possible Path for Mercury in Biological Systems: The Oxidation of Metallic Mercury by
Molecular Oxygen in Aqueous Solutions. Sci. Total Environ. 1995, 170, 229-239. [CrossRef] [PubMed]

Goix, S.; Maurice, L.; Laffont, L.; Rinaldo, R.; Lagane, C.; Chmeleff, ].; Menges, J.; Heimbiirger, L.-E.; Maury-Brachet, R.; Sonke, J.E.
Quantifying the Impacts of Artisanal Gold Mining on a Tropical River System Using Mercury Isotopes. Chemosphere 2019, 219,
684-694. [CrossRef]

Crowther, E.R,; Demers, J.D.; Blum, J.D.; Brooks, S.C.; Johnson, M.W. Use of Sequential Extraction and Mercury Stable Isotope
Analysis to Assess Remobilization of Sediment-Bound Legacy Mercury. Environ. Sci. Process. Impacts 2021, 23, 756-775. [CrossRef]
Huang, ]. H.; Shetaya, W.H.; Osterwalder, S. Determination of (Bio)-Available Mercury in Soils: A Review. Environ. Pollut. 2020,
263, 114323. [CrossRef] [PubMed]

Coulibaly, M.; Bamba, D.; Yao, N.A.; Zoro, E.G.; El Rhazi, M. Some Aspects of Speciation and Reactivity of Mercury in Various
Matrices. Comptes Rendus Chim. 2016, 19, 832-840. [CrossRef]

Liang, L.; Xu, X.; Han, J.; Xu, Z.; Wu, P,; Guo, J.; Qiu, G. Characteristics, Speciation, and Bioavailability of Mercury and
Methylmercury Impacted by an Abandoned Coal Gangue in Southwestern China. Environ. Sci. Pollut. Res. 2019, 26, 37001-37011.
[CrossRef] [PubMed]

Rios-Villamizar, E.A.; Adeney, ].M.; Piedade, M.T.F,; Junk, W.]. New Insights on the Classification of Major Amazonian River
Water Types. Sustain. Water Resour. Manag. 2020, 6, 83. [CrossRef]

Hess, L.L.; Melack, ].M.; Novo, EM.L.M.; Barbosa, C.C.F,; Gastil, M. LBA-ECO LC-07 JERS-1 SAR Wetlands Masks and Land Cover,
Amazon Basin: 1995-1996; ORNL DAAC: Oak Ridge, TN, USA, 2012.

Huguet, L.; Castelle, S.; Schifer, J.; Blanc, G.; Maury-Brachet, R.; Reynouard, C.; Jorand, F. Mercury Methylation Rates of
Biofilm and Plankton Microorganisms from a Hydroelectric Reservoir in French Guiana. Sci. Total Environ. 2010, 408, 1338-1348.
[CrossRef] [PubMed]

Forsberg, B.R.; Melack, ].M.; Dunne, T.; Barthem, R.B.; Goulding, M.; Paiva, R.C.D.; Sorribas, M.V.; Silva, U.L.; Weisser, S. The
Potential Impact of New Andean Dams on Amazon Fluvial Ecosystems. PLoS ONE 2017, 12, e0182254. [CrossRef] [PubMed]
Pestana, I.A.; Azevedo, L.S.; Bastos, W.R.; Magalhaes de Souza, C.M. The Impact of Hydroelectric Dams on Mercury Dynamics in
South America: A Review. Chemosphere 2019, 219, 546-556. [CrossRef]

Muresan, B.; Metzger, E.; Jézéquel, D.; Cossa, D. A Multiscale Study of Mercury Transformations and Dynamics at the Chemocline
of the Petit-Saut Tropical Reservoir (French Guiana). Sci. Total Environ. 2018, 630, 1401-1412. [CrossRef]

Maia, P.D.; Maurice, L.; Tessier, E.; Amouroux, D.; Cossa, D.; Moreira-Turcq, P.; Etcheber, H. Role of the Floodplain Lakes in the
Methylmercury Distribution and Exchanges with the Amazon River, Brazil. ]. Environ. Sci. 2018, 68, 24—40. [CrossRef]

Maia, P.D.; Maurice, L.; Tessier, E.; Amouroux, D.; Cossa, D.; Pérez, M.; Moreira-Turcq, P.; Rhéault, I. Mercury Distribution and
Exchanges between the Amazon River and Connected Floodplain Lakes. Sci. Total Environ. 2009, 407, 6073-6084. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/j.crte.2010.12.005
https://doi.org/10.1007/BF02519745
https://doi.org/10.1016/j.catena.2007.02.002
https://doi.org/10.1016/j.scitotenv.2019.136069
https://www.ncbi.nlm.nih.gov/pubmed/31865071
https://doi.org/10.1016/S0048-9697(01)00885-3
https://www.ncbi.nlm.nih.gov/pubmed/11846164
https://doi.org/10.1016/j.geoderma.2014.08.019
https://doi.org/10.3390/soilsystems2030044
https://doi.org/10.1016/0048-9697(95)04711-5
https://www.ncbi.nlm.nih.gov/pubmed/7481743
https://doi.org/10.1016/j.chemosphere.2018.12.036
https://doi.org/10.1039/D1EM00019E
https://doi.org/10.1016/j.envpol.2020.114323
https://www.ncbi.nlm.nih.gov/pubmed/32311621
https://doi.org/10.1016/j.crci.2016.02.005
https://doi.org/10.1007/s11356-019-06775-7
https://www.ncbi.nlm.nih.gov/pubmed/31745793
https://doi.org/10.1007/s40899-020-00440-5
https://doi.org/10.1016/j.scitotenv.2009.10.058
https://www.ncbi.nlm.nih.gov/pubmed/19914680
https://doi.org/10.1371/journal.pone.0182254
https://www.ncbi.nlm.nih.gov/pubmed/28832638
https://doi.org/10.1016/j.chemosphere.2018.12.035
https://doi.org/10.1016/j.scitotenv.2018.02.280
https://doi.org/10.1016/j.jes.2018.02.005
https://doi.org/10.1016/j.scitotenv.2009.08.015

	Introduction 
	Materials and Methods 
	Sampling Site 
	Sampling and Sample Preparation 
	Mineralogy and Chemical Composition 
	Hg Quantification 
	Hg Sequential Extraction Procedure 
	Major Elements Determination 
	Software and Data Analysis 

	Results and Discussion 
	Geochemical Characterization of the Tailing 
	Changes in Mineralogy during the Sequential Extraction Procedure (SEP) 
	Changes in Chemistry during the SEP 
	Hg Speciation 
	Environmental Implications 

	Conclusions 
	References

