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Abstract: Considerable amounts of gaseous elemental mercury (Hgo) can be released into the atmo-
sphere from Hg-enriched substrates, such as those from former mining areas, posing a potential
environmental threat. In this work, Hg0 fluxes at the soil-air interface under natural vegetation
covers were measured in various locations within the Idrija Hg mining area (Slovenia) and its sur-
roundings. Sites were selected in order to compare Hg fluxes from both forest soils heavily impacted
by historical ore roasting and urban soils characterised by a different degree of Hg enrichment
due to the natural occurrence of Hg in rocks or recent mining and roasting processes. Replicate
measurements at each site were conducted using a non-steady state flux chamber coupled with a
real-time Hg” analyser (Lumex RA-915M). Moreover, topsoil samples (0-2 cm) were analysed for Hg
total concentration and speciation. Cinnabar was the predominant Hg form in almost all the sites. De-
spite Hg? being undetectable in soils using thermo-desorption, substantial emissions were observed
(70.7-701.8 ng m~2 h~1). Urban soils in a naturally enriched area showed on average the highest Hg?
fluxes, whereas relatively low emissions were found at the historical roasting site, which is currently
forested, despite the significantly high total Hg content in soils (up to 219.0 and 10,400 mg kg~ !,
respectively). Overall, our findings confirm that shading by trees or litter may effectively limit the
amount of Hg? released into the atmosphere even from extremely enriched soils, thus acting as a
natural mitigation.

Keywords: legacy soil contamination; Hg mining; gaseous Hg fluxes; flux chamber; ore roasting;
Hg speciation

1. Introduction

Past mining and metallurgical activities have led to heavy and widespread mercury
(Hg) contamination of all environmental media (soil, water, and air) in the surrounding
areas [1-3]. The occurrence of Hg in the environment represents a serious concern due to
its potential bioaccumulation via trophic webs and its negative effects on the health of both
humans and ecosystems, particularly in its organic methylated form [4-6].

A peculiarity of this metal is the high volatility of its elemental form (Hg), which is
easily released into the atmosphere from natural surfaces after the reduction in oxidised
forms (Hg?*) that are dominant in terrestrial and aquatic environments [7,8]. Due to
its stability in the atmosphere, Hg® represents the most abundant form of Hg in this
compartment (where it is usually abbreviated as GEM, Gaseous Elemental Mercury [9])
and can persist for a considerable period of time (0.6-2 years) before being removed via wet
and dry depositions [10,11]. Consequently, Hg” can be subjected to long-range atmospheric
transport even in remote ecosystems [12-14]. Moreover, deposed Hg can be re-emitted back
into the atmosphere after its reduction to Hg?, further increasing the spatial distribution of
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Hg and making it a pollutant of global concern, as recognised by the Minamata Convention
in 2013 [15,16].

A notable source of Hg? into the atmosphere is represented by emissions from the natural
surfaces of substrates enriched in Hg due to natural geology or past mining and industrial
activities [15,17], where Hg0 fluxes can reach values of up to thousands of ng m2h~1[18-21].
However, direct measurements of HgO fluxes from these substrates are still scarce [22,23].
A more profound understanding of the processes that lead to the release of high amounts
of Hg from these sites is of interest both on a local scale to prevent the occurrence of high
atmospheric Hg concentrations and on a global scale to better understand the dispersion of
this metal in the environment [18,24-26].

One of the most important drivers of Hg® emissions at contaminated sites is repre-
sented by total Hg concentrations in the substrate [15]. However, many other factors can
influence the magnitude of Hg? fluxes at the soil-air interface, including the intensity of
solar radiation [24], soil and air temperature [27,28], rainfall and soil moisture [29,30], and
soil cover by vegetation [18]. The relative importance of all these factors in influencing Hg”
fluxes is extremely site-specific [7].

Slovenia is known for its numerous mines and ore processing sites that were active in
the second half of the 19th century and in the first quarter of the 20th century [31]. Later,
most were closed and abandoned as the ore reserves were depleted. The oldest mining
town is Idrija, where Hg ore was mined for 500 years until 1994 when the rotary furnace
was in operation for the last time. During the long period of mining and ore processing, a
large geochemical halo of Hg was created. Several research projects conducted over the last
two decades confirmed the high levels of Hg in all environmental compartments. The soil
is highly contaminated (exceeding 10 mg kg~!) over an area of more than 20 km? [32,33]
and detailed research on urban soil in Idrija showed that Hg concentrations were extremely
high, ranging from about 10 to 1550 mg kg~ [34,35].

The spread of Hg in the environment varies with time. Before mining activities started,
the levels of Hg in the environment were only slightly heightened due to natural geogenic
conditions. This occurred mostly in the area of natural outcrop of rocks containing native Hg
and cinnabar (called “Pront” area) in the south-western part of the town of Idrija. However,
the contribution of Hg-rich soil parent material to present-day Hg contamination is likely
to be relatively limited, as this naturally enriched area is relatively small (approximately
4000 m?) [32,36-38]. Conversely, the most important factors influencing Hg spreading in
the environment are where and how the ore is processed. In the first decade of mining,
ore was roasted at the site of an open pit, which is now located in the town center of
Idrija, and the first roasting residue dumps with high Hg content were deposited on the
banks of the Nikova and Idrijca Rivers. Because of the high demand for wood, part of
the ore was transported to the surrounding forests from the early 16th century to the mid-
17th century and roasted there. Initially, the ore was roasted in piles and later in earthen
vessels. During both processes, about half of the Hg was lost, thus contaminating the
surrounding environment. Extensive geochemical research regarding historical small-scale
roasting sites in the Idrija surroundings determined extremely high Hg levels at these
sites [39-43]. It has been estimated that about 40 tons of Hg are still present at the historical
ore-roasting sites [39]. In the second half of the 17th century, the first roasting plant at Idrija
was built and since then ore roasting took place in Idrija, whereas waste residues, which
still contained significant Hg levels, were deposited nearby or dumped into the Idrijca
River, which carried the material downstream to the So¢a River and finally to the Gulf of
Trieste [44—47]. In the last century of mining at Idrija, less and less rich ore was excavated,
thus necessitating considerable quantities of ore. As a consequence, big new dumps of
roasting residues were deposited on the riverbanks, and a large amount of waste material
was dumped into the Idrijca River. During intensive ore processing, Hg was spread into the
atmosphere via a rotary kiln chimney as gaseous and particulate emissions, which caused
widespread soil contamination.
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At present, the Hg? release into the atmosphere from the Idrija mining district has been
estimated to be between 17 and 51 kg yr~! [48,49], with high atmospheric Hg concentrations
restricted to the area of the former roasting plant [50,51]. However, Hg fluxes at the soil-air
interface within the Idrija mining district have been estimated at only a few locations using
direct measurements [49,50] or laboratory incubations [27], resulting in variable evasion
rates as a function of the Hg binding phase in the soil and environmental parameters,
mainly soil temperature. Therefore, the aim of this study was to broaden the spatial
coverage of direct measurements of Hg? fluxes at the soil-air interface in the Idrija mining
district. Measurements were conducted in the summer during daylight hours to detect the
maximum potential Hg evasion at the selected sites. Three sites within the urban area
of Idrija were selected to measure the potential Hg? evasion in areas subject to different
types and degrees of Hg contamination (low contamination, natural enrichment, and
heavy contamination from atmospheric deposition from modern furnaces). Moreover,
measurements were conducted at one of the historic roasting sites in the forest surrounding
Idrija, for which no information exists at present regarding Hg” gaseous exchanges at the
soil-air interface. This site provides a unique opportunity to study the Hg® fluxes in a
heavily contaminated area several centuries after the cessation of ore roasting.

2. Materials and Methods
2.1. Environmental Settings and Experimental Sites

The town of Idrija is located 334.5 m a.s.l. on an alluvial plain in the narrow valley at
the confluence of the Nikova and Idrijca Rivers, approximately 50 km west of Ljubljana.
Most of the plain consists of sedimentary carbonate rocks (limestone and dolomite) with the
occurrence of detrital sedimentary rocks (breccias, conglomerates, sandstones, mudstones,
claystones, and shales) [37,38]. The climate of the area is warm and humid, characterised
by notable precipitation (2000-3200 mm y~!) distributed throughout the year [51].

For this study, 5 sites distributed within the Idrija mining district and its surroundings
were selected based on existing information regarding the spatial distribution of Hg in
soils [33,34,52]. Three sites were selected in the urban area of Idrija (ID1, ID2, and ID3)
and two in its surroundings at the historic roasting site of PSenk (PS1 and PS2) (Figure 1).
ID1 was located in the southeastern part of Idrija just outside the urban area. This site was
chosen as it is considered to be less impacted and only marginally affected by emissions
related to ore processing due to its distance from the roasting locations. Conversely, ID2
was situated in the southwestern part of the urbanised area, also known as the “Pront”
area, where the occurrence of Carboniferous schists containing cinnabar and native Hg has
been reported [36]. Moreover, a roasting site active in the earliest years of Hg extraction
(1490-1510) was located close to this area [53]. Finally, site ID3 was located in the northern
part of the town near the former furnaces used during the last centuries of mining activity.
These furnaces represented a significant source of atmospheric Hg, which can be transferred
to the surrounding soils via wet and dry depositions [33,34,54].

Measurements were conducted at PSenk both in an open grassland located outside the
area where the roasting site is thought to have been located (PS1) and within the most con-
taminated area (PS2) where extremely high Hg concentrations (up to thousands of mg kg 1)
have been previously reported for both surface and deep soil layers. Many fragments of
earthen vessels broken due to the high temperatures reached during burning were pre-
viously found in this area, confirming the occurrence of ore roasting [43,52]. In contrast
to other sites, PS2 is located in a forested area dominated by Norway spruce (Picea abies),
with an occurrence of beech (Fagus sylvatica) and sycamore maple (Acer pseudoplatanus).
Consequently, a relevant amount of litter was present on the soil surface, together with
mosses. Measurements at all other sites were performed under direct solar irradiation in
grasslands characterised by well-developed herbaceous vegetation cover dominated by
Poaceae and Asteraceae at ID1 and ID3 and by lower-height herbaceous vegetation with a
more extended occurrence of Fabaceae at ID2.



Atmosphere 2023, 14, 1036

4 0f 20

Sampling locations
i"""i Bedrock mineralised
with Hg
i™"" Mining and ore processing
residue dumps

- Rivers
PSenk roasting site
@ Pront - Hg roasting
(1490-1510)
©) Lejnstat - Hg roasting
(1605-1620)
@ Prejnuta - Hg roasting
(1652-1868)

@ Brusovse - Hg roasting
(1868-1995)

Figure 1. Study area and location of sampling sites within the town of Idrija (ID1, ID2, and ID3)
and at the historic roasting site of PSenk (PS1, PS2). The most Hg-contaminated area at PSenk is
highlighted (dotted orange circle). Modified from [34,43,55].

2.2. Field Activity

Sampling activities for the determination of Hg” fluxes at the soil-air interface were
performed in August 2022 over a period of two days. The first was dedicated to mea-
surements at the sites within the town of Idrija (ID1, ID2, ID3), and the second focused
on the historic roasting area of Penk (PS1, PS2). Field measurements of Hg? fluxes were
performed using a Plexiglas non-steady state (NSS) rectangular flux chamber (I x w X h,
60 x 20 x 25 cm), as described in a previous study [56]. At each site, fluxes were measured
in at least three different plots, preserving the natural vegetation cover. In order to com-
pare the potential Hg emissions under different conditions, all measurements at various
locations were conducted between 12 p.m. and 3 p.m., corresponding to the period of the
day when the highest evasion rates are expected [50].

Prior to the measurements, a 5 cm tall stainless-steel frame was installed at a depth
of 2 cm in the soil on each plot. The chamber was then fitted onto the frame, and soil was
loosely packed around the external walls to achieve an optimal seal and avoid the intrusion
of external air inside the chamber [57]. During the measurements, the air was continuously
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recirculated through the chamber at a constant flow rate (10 L min—1) using an integrated
pump from a portable Hg” analyser (Lumex RA-915M, Lumex, St. Petersburg, Russia)
connected to the chamber in a closed circuit using two Teflon tubes attached to either
end. The Lumex works via atomic absorption spectrometry with Zeeman background
correction [58] and facilitates the determination of Hg” concentrations in the air at sampling
intervals selected by the operator over a wide dynamic range. Gaseous Hg? concentrations
in the air measured by the instrument are indeed influenced by the chosen sampling
interval [59], ranging from a limit of detection of 0.3 ng m~2 (for an average measuring
time of 30 s) or 2 ng m~2 (for an average measuring time of 1 s) up to a maximum of
30,000 ng m~3.

In this study, the Hg" concentrations were recorded at a sampling rate of 1 Hz. Real-
time data are visualised on the Lumex display and stored in the instrument’s internal
data logger.

The main advantage of the NSS chamber methodology coupled with real-time anal-
ysers is that it allows for the reliable determination of Hg? fluxes at the soil-air interface
with short enclosure times [60,61]. Short deployment times allow one to minimise the
decrease in the concentration gradient between the soil and chamber headspace, which can
reduce the evasion rate [62]. This procedure also limits the alteration of the microclimatic
conditions of the soil-air boundary layer caused by the chamber placement (e.g., in terms of
temperature and water vapour build-up), which can affect the measured Hg” flux [63-65].
In this study, the sampling time for each plot was set to 5 min, during which the increase
in Hg® concentration in the chamber headspace demonstrated a good fit for the linear
regression (R? > 0.95). Thus, Hg fluxes (F) were estimated using a linear calculation
scheme according to the following equation (1) [66,67]:

acv
F=ra M
where dC/dt is the increase in Hg® concentrations inside the chamber estimated as the slope
of the concentration versus time curve, V is the internal volume of the chamber (0.03 m?),
and A is the basal area (0.12 m?).

Before sampling, the chamber was cleaned with diluted HNO3 (5% v/v) and rinsed sev-
eral times with ultrapure water (Milli-Q® Direct Water Purification System, Merck KGaA,
Darmstadt, Germany). The experimental setup was checked in the laboratory using cham-
ber blank measurements performed before and after each sampling day by sealing the cham-
ber on a clean polycarbonate surface, resulting in low blank fluxes (1.6 + 1.0 ng m~2 h~1).

Air temperature and humidity were measured in the field using a portable thermo-
hygrometer (HI9565—Hanna Instruments, Padova, Italy). Incident radiation between
250 and 400 nm was monitored during the Hg? flux measurements using a specific sensor
(SU-420—Apogee Instruments, Logan, UT, USA) mounted near the sampling points under
the same solar irradiation conditions. The soil temperature was determined in each plot
during measurements at a depth of 2 cm using a thermal probe.

After the Hg? flux measurement, a topsoil sample (~0-2 cm) was collected manually
from each plot. This surficial soil layer is considered to be the most involved in the gaseous
exchange processes of Hg in the atmosphere [68,69]. The soil samples were sealed in
polyethylene bags and taken to the laboratory for subsequent determination of grain size,
pH, organic matter content, total Hg concentration and Hg speciation.

2.3. Analytical Determinations

Before analysis, soil samples were carefully separated from coarse plant residues of
both aboveground (stems and leaves) and belowground biomass (roots).

The grain size of the soil samples was determined using aliquots of approximately
20 g of fresh soil. After a 24 h treatment with H,O, to remove most of the organic mat-
ter (OM), the samples were wet sieved at <2 mm to eliminate coarse organic residues.
Analytical determination was performed on the resulting fraction using a laser granulom-
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etry (Mastersizer 2000, Malvern Instruments Ltd., Worcestershire, UK) according to the
ISO 13320:2020 method.

For the other determinations, soil samples were air-dried at room temperature and
sieved at <2 mm. The loss on ignition (LOI) method was used at 550 °C for the deter-
mination of soil OM content [70]. Soil pH was measured using a glass electrode in a
1:2.5 soil /ultrapure water suspension after two hours of equilibration [71].

The total Hg content and Hg speciation in soils were evaluated by means of thermo-
desorption technique using the Lumex Hg analyser described above coupled with a pyrol-
ysis attachment (PYRO-915+) consisting of a double-chamber atomising system combined
with a heated analytical cell [72]. Briefly, a sample in an amount ranging from 1 to 30 mg,
depending on the expected Hg concentration, was weighed in a quartz boat with a built-in
type K thermocouple and inserted into the attachment. The samples were then thermally de-
composed via gradual heating from ambient temperature to 700 °C at a rate of ~0.5 °C s~ 1.
Depending on its chemical form, Hg is released at specific temperature intervals during
heating. The progressive Hg? release during decomposition was visualised in real-time
by the software which controls the instrumentation (Rapid ver 1.00.585). The desorption
temperatures of pure Hg compounds mixed with carbonate powder obtained in a previous
study [73] were used for the identification of the occurring Hg species. Due to the overlap
of the desorption peaks of 3-HgS and Hg bound to OM, characterised by different mobility
and availability in soil, an oxidation test was performed to identify the species respon-
sible for the Hg release in this temperature range according to the procedure described
by Biester et al. [44]. Briefly, an aliquot of approximately 0.5 g of sample was treated with
0.02 M HNO;s in centrifuge tubes and placed in a water bath at 85 °C for 2 h. Then, 4 mL
of H,O, was added, and the samples were heated for an additional two hours. After this
period, the leached residues were washed with Milli-Q® water and dried at 55 °C for 24 h.
Finally, the treated samples were analysed again using thermo-desorption. This treatment
can dissolve Hg bound to OM but cannot mineralise 3-HgS [54].

Total Hg concentrations in the soil samples were obtained via the integration of
the subtended area of thermo-desorption curves using Rapid software. The accuracy
of the method was checked via the analysis of certified reference materials (PACS-3,
Hg =2.98 4+ 0.36 mg kg !, ERM-CC144, Hg = 5.90 + 0.60 mg kg~!) obtaining acceptable
recoveries (89-103%).

The relative amounts of different Hg fractions were calculated by integrating the area
under every single peak according to the approach described by Biester and Scholz [74].

3. Results
3.1. Soil Characteristics

Excluding the samples collected at site PS2, the soil pH ranged from neutral to slightly
alkaline (6.88-7.97) showing the highest pH values at site ID2. Forest topsoil from PS2
under coniferous trees showed acidic pH values, particularly those collected in the “O”
horizon in plots A and B (Table 1). In terms of grain size, these soils can be defined as loamy
sand and sandy loam, respectively, according to the USDA textural classification [75], and
were characterised by an extremely high OM content, as evidenced by LOI values of up
to 54.6%. Conversely, the soils collected at the other location at PSenk (PS1) and at all the
sites within the town of Idrija (ID1, ID2, and ID3) showed a greater abundance of the silty
fraction and were classified as silty loam. These soils presented a lower content of OM,
with LOI values slightly higher at site ID3 compared to ID1 and ID2 and ranging between
6.91 (ID2-C) and 14.44% (ID3-A) (Table 1).
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Table 1. Summary of the main physicochemical characteristics of soils from the investigated sites,

reported as the average value of all measuring plots.

Parameter ID1 ID2 ID3 PS1 PS2
pH 7724009 7894008 7194050 7754005 4724 1.10
LOlssp (%) 1154 1.0 8.88 + 1.73 134412 1114 1.0 39.0 + 24.8
Sand (%) 407 + 34 348 + 42 419407 403 +57 61.1 + 18.8
Silt (%) 55.0 + 2.9 60.9 + 3.6 53.9 + 0.9 544+ 58 359 + 15.8
Clay (%) 43405 43+ 06 42+03 53+ 0.6 29430
Tlljgg,(fl)‘g 9.76 + 2.96 166 + 47 180 + 46 157+ 63 6466 4 4119
a-HgS (%) 512 + 2.0 815+ 5.1 314+72 59.4 + 6.1 53.6 + 6.0

3.2. Topsoil Total Hg Concentration and Speciation

Mercury content and speciation in the topsoils investigated in this study showed
a high spatial heterogeneity due to the variable contribution of different Hg supplies
in the various investigated sites, such as atmospheric depositions, direct discharges of
roasting residues, losses during ore transport and processing, and natural occurrences [33].
Overall, the concentration of THg in the topsoils of all investigated sites spanned between
7.32 (ID1-B) and 10,400 mg kg*l (PS2-A) (Figure 2).

10*+
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-
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_.
o_\
f

Figure 2. THg concentrations in topsoils (0-2 cm) collected after the Hg0 flux measurements directly

under the chamber.

The highest THg concentrations were found at site PS2 (2184-10,400 mg kg’l), cor-
responding to the area thought to be the historic roasting site of PSenk, and was heav-
ily impacted by Hg losses that occurred while it was active from the 16th to 17th cen-
turies [39,52]. Mercury content in the topsoil sharply decreases moving away from the
roasting site, resulting in significantly lower values at site PS1 (11.1-22.8 mg kg~ !) located
a few dozen metres away and at an elevation approximately two metres higher than PS2.
As expected, the lowest THg concentrations at Idrija were observed at the less impacted
site ID1 (7.32-13.1 mg kg~ !). Conversely, the highest and comparable THg concentrations
were found at ID2 (128-219 mg kg ') and ID3 (121-225 mg kg~ !), which are subject to
more natural and/or anthropogenic supplies of this metal. Overall, these data are in good
agreement with the spatial distribution of Hg concentration in the topsoils of the investi-
gated areas reported in previous works [34,52]. Almost all samples exceeded the critical
value for Hg concentration in soils established by the Slovenian legislation (10 mg kg~ ?,
Official Gazette RS 68/96) and were significantly higher than the estimated average value
for European topsoils (0.055 & 0.004 mg kg~ !, [76]).
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The curves generated by the thermo-desorption analysis showed a double peak for all
the samples, with the first release occurring between 215.9 °C and 271.8 °C and the second
between 314 °C and 371.5 °C (Figure 3).
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e

Signal/MAX

0.25

0.00

600 0

o
~
[$,]

Signal/MAX
o
(4]
o

o

[

(4,
)

'\*"
L
=
:

0.00 0 200 400 600 0 200 400 600

Temperature (°C)

|Sample—A B—-C‘

Figure 3. Thermo-desorption curves obtained from pyrolysis of soil samples from each site.

This second peak is associated with the occurrence of x-HgS (cinnabar), as the tem-
peratures are comparable to those obtained for pure red o-HgS from Idrija [73]. Moreover,
these peaks present a characteristic shape with multiple narrow peaks attributable to the
sudden releases of Hg due to the breakdown of «-HgS microcrystals [44]. Conversely, in
the temperature range of the first peak, defined as the no-a-HgS fraction, the desorption of
various Hg forms is reported. These forms can include metacinnabar ([3-HgS) or potentially
more mobile species such as Hg adsorbed by functional groups of OM or mineral surfaces
of iron oxyhydroxides or clay minerals [73,77-80]. The relative abundance of the two
fractions varied greatly between the investigated sites, with no-o-HgS forms prevailing
at site ID3 (>60%) and «-HgS dominating at site ID2 (>70%), whereas at the other sites, a
slight predominance of «-HgS was detected (Figure 4).

Considering the thermo-desorption curves obtained after the oxidation test (Figure 5),
the first peak was significantly reduced or even disappeared (ID1 and PS1), indicating that
most of the Hg occurring in the no-«-HgS fraction in our samples were bound to OM. The
residual amount of Hg desorbed at T < 300 °C can be attributed to other forms such as
-HgS, which can be formed as a by-product during the ore roasting process [81] or in
contaminated soils from thiolate complexes [82], and has been previously detected in the
environment at Idrija [83,84]. Subtracting this residual fraction, the relative abundance of
organic-bound Hg was relatively low at ID2 (11.7-19.2%) and PS2 (17.2-28.6%), whereas
the highest values were found at ID3 (57.6-72.9%).
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Figure 4. (a) Average relative abundance of x-HgS, Hg bound to OM and residual no-«-HgS after
oxidation; (b) average Hg concentrations in the various fractions.
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Figure 5. Comparison of Hg thermo-desorption curves before and after the oxidation test. The
sample with the highest initial THg content for each site is shown.

3.3. Elemental Mercury (Hg") Fluxes at the Soil-Air Interface

Flux measurements were performed under mostly sunny conditions and only partially
interrupted by a light cloud cover during measurements at ID1. The incident UV radiation
measured near the sampling points ranged between 18.2 (ID3-C) and 36.9 W m~2 (PS1-B)
for plots under direct solar irradiation, whereas lower values were obtained for plot
PS1-C (shaded by nearby trees) and especially for measures taken at PS2 in the shaded
forested area where UV radiation was relatively constant and always below 2 W m~?2
(Table S1). Similarly, site PS2 showed the lowest air and soil temperatures (26.6 and
21.5 °C, respectively), whereas, at all other sites, air temperatures were above 30 °C and
soil temperatures ranged between 24 °C and 32 °C (Table S1).

Overall, Hg0 fluxes at the soil-air interface varied between 70.7 (ID1-B) and
2466 ng m~2 h~! (PS2-C), with a relatively high variability even on a small spatial scale
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between the different measurement plots at each site (Table S1). Taking into consideration
only undisturbed plots with natural vegetation/litter cover (Figure 6), the highest emis-
sions were, on average, recorded at site ID2 (605.4 + 154.8 ng m~2 h~!) in the naturally Hg
enriched “Pront” area, whereas the lowest fluxes were found at the less impacted site ID1
(75.8 £82ngm~2h1).

ID1 ID2 ID3

600 600 600-

400 400- 400
2001 2001 200
&C plot
e oL | OO W Ll | L 0. []a
= PS1 PS2 e
3 B
o, 600 600
Ir

400 400-

200 200

O.D_D_l ol L. :
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Figure 6. Hg? fluxes at the soil-air interface in the different plots (A, B and C) for each investigated
sites, preserving the natural vegetation/litter cover.

Relatively high fluxes were also observed at ID3 near the location of the now-disused
modern furnace, where the maximum value (538.2 ng m~2 h™!) was obtained for plot D
from a bare soil surface in the grassland area. In the area of the historic roasting site
of PSenk, excluding the extremely high flux recorded at PS2-C from bare soil under an
uprooted tree, comparable Hg’ emissions were recorded for sites PS1 and PS2. Slightly
lower values were recorded in the first location, with the minimum corresponding to the
shaded plot C where the flux was less than half of that under direct sunlight (plots A and
B). Finally, at PS2, Hg? fluxes slightly increased in the second measurements performed on
plots A and B after the removal of the litter but remained lower than those found at sites
ID2 and ID3 (Table S1).

4. Discussion

The Hg? fluxes recorded in this study showed a relatively high spatial variability
both between the different sites and within the various plots from which emissions were
measured at each site. This may have been caused by the high natural heterogeneity
of surface soils, even on a small spatial scale, resulting in the high variability of several
characteristics (i.e., OM content, Hg concentration and speciation, pH, grain size and
porosity, pH, soil cover, and soil moisture), which can differently affect Hg” emission
at the soil-air interface [85,86]. Moreover, the environmental parameters that strongly
affect Hg0 fluxes, such as UV radiation and temperature, differed between the various
investigated sites. Consequently, the magnitude of Hg? fluxes recorded at different sites
may be influenced by complex site-specific interactions between various factors, which in
turn may likely mask the variation of fluxes caused by the variation of a single factor [7,15].
As a result, poor correlations between the fluxes and various environmental parameters
were found (Figure 7).
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Figure 7. Relationship between HgO fluxes and (a) THg soil concentration, (b) soil temperature, and
(c) UV radiation during field measurements. Only sites under direct solar irradiation on grassland
were considered.

Typically, in areas characterised by Hg-enriched substrates due to natural geology or
anthropogenic inputs, one of the most important factors controlling Hg” fluxes at the soil-air
interface is represented by the concentration of THg in the surface soil [15,87,88]. Generally,
high substrate THg concentrations lead to greater availability of Hg?" for reduction to
volatile Hg? via both abiotic and biotic reactions enhanced by high temperature and
sunlight [21,89]. As a result, high Hg" fluxes are expected from these areas due to an
increased pool of HgO available for volatilisation in the soil [68].

Overall, the Hg fluxes observed in this study are comparable with the data reported
by Agnan et al. [15] for sites contaminated by mining, although in a somewhat lower range.
Fluxes of Hg" in the order of hundreds of ng m~2 h~! during summer from contaminated
soil surfaces near the town of Idrija have been previously predicted [49], in agreement with
the results of our field measurements.

4.1. Elemental Mercury (Hg") Fluxes and Soil Total Hg Concentrations

Excluding site PS2, which is characterised by extremely high THg concentrations but
located in a shaded forested area, an overall significant positive correlation was found
between Hg? fluxes and soil THg concentrations (r = 0.89, p < 0.0001, n = 11) in all the other
sites located in open grasslands (Figure 7). This confirms the importance of Hg availability
in the substrate in influencing the amount of Hg released into the atmosphere. Accordingly,
in this study, the highest average Hg? fluxes were recorded at sites ID2 and ID3 (Figure 8),
characterised by the highest THg concentrations (excluding PS2). These emissions are
significantly higher than those previously obtained with the same experimental setup
used in this study for grassland soil surfaces of the Isonzo River alluvial plain in summer
(range = 62.4-345 ng m~2 h~!, [56]), impacted by Hg transported by river sediments in the
same drainage basin downstream of the Idrija mining district. Mercury content in soils from
the Isonzo River plain investigated in the above-mentioned study was significantly lower
(range = 2.22-25.33 mg kg~ !, [56]) than that of soils from sites ID2 and ID3. In contrast,
sites ID1 and PS1 were characterised by the lowest values of both THg concentrations
in topsoils and Hg? fluxes, but comparable with those found in the downstream Isonzo
alluvial plain [56]. These findings further confirm the importance of Hg content in the
substrate to support its release into the atmosphere.
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Figure 8. Average Hg® fluxes at the soil-air interface at various sites. Only plots with natural
vegetation/litter cover were considered for calculation.

4.2. Elemental Mercury (Hg") Fluxes and Hg Speciation in Soil

Interestingly, Hg” fluxes at ID3 are relatively lower than those recorded at ID2 despite
a slightly higher THg content in the topsoils and the different Hg speciation, which can
strongly affect the mobility of this element in the environment [90]. Compared to many
other metals, Hg tends to be relatively immobile in soils [91]. In mining and naturally
enriched areas, the most common Hg form is usually represented by «-HgS, which is
extremely insoluble and subsequently scarcely available for transformation compared to
other species [27,92]. Conversely, in areas affected by Hg supplies mainly via atmospheric
depositions, Hg?" arriving in the soil can be readily adsorbed by OM due to its high affinity
for reduced sulphur groups or mineral soil surfaces, forming stable complexes [93,94]. The
thermo-speciation results obtained in this study are in agreement with this hypothesis,
showing a predominance of «-HgS at ID2 located in the naturally Hg-enriched “Pront”
area and the highest abundance of organic-bound Hg at ID3, likely heavily impacted by
atmospheric depositions of Hg emitted by the nearby roasting plant that is now disused.
Indeed, most of the Hg derived from atmospheric depositions is usually retained in the
upper soil horizons owing to adsorption by OM [54,93,95]. Some o-HgS is also present in
the topsoil at site ID3, likely as a result of the dispersion of dust from the roasting plant,
which can include small particles of this mineral [33].

Mercury adsorbed on mineral and organic soil surfaces needs to be desorbed in order
to be reduced to Hg" available for volatilisation [68,96]. This process and its subsequent
reduction to volatile Hg? are catalysed by solar irradiation and high temperatures [97].

Generally, soils enriched in «-HgS must absorb more energy to initiate Hg? emission
compared to those dominated by other Hg forms, resulting in lower light-enhanced emis-
sion [98,99]. Our results seem to be in contrast with this rule, as higher Hg” fluxes may
be expected at ID3 than at ID2, considering the greater abundance of no-x-HgS forms
(mostly OM-bound Hg, as shown in Figure 4). However, the soil at ID2 overlies rocks
containing both «-HgS and native Hg [34,36], and previous studies have reported the
occurrence of Hg' in a tailing sample collected nearby [83]. Elemental Hg represents the
most easily volatilised form [27] but was not detected via the thermo-desorption technique.
However, its occurrence in quantities that are too low to be detectable at ID2 cannot be
excluded and may help explain the high fluxes recorded at this site. On the contrary, the
complexation of Hg derived from atmospheric deposition by OM can favour the migration
of the most available forms of the pollutant to deeper soil layers [43,77,91,100], making it
less available for re-emission into the atmosphere [95]. This may be in agreement with the
higher concentrations of water-soluble Hg detected in deeper soil layers in the area subject
to strong atmospheric supplies of Hg at Idrija [101].
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4.3. Elemental Mercury (Hg®) Fluxes and Meteorological Parameters

Solar radiation and soil temperatures can exert a synergic control on Hg® fluxes as
incident radiation heats the soil, resulting in increased desorption and diffusion of Hg in the
soil solution and pore space air due to increased thermal motion [27,92,102]. Higher tem-
peratures can also catalyse the reaction rates of the abiotic and biotic reduction of Hg?* [96].
In contrast, incident radiation, mostly at UV wavelengths, can also independently promote
the formation of Hgo on soil surfaces via photoreduction [103].

The different UV irradiation may explain the lower Hg” fluxes recorded at ID3 than at
ID2. The lower UV irradiation found at ID3 may have resulted in less Hg’ formation via
photoreduction. It has indeed been reported that rapid changes in UV radiation can strongly
affect the magnitude of Hg? fluxes at the soil-air interface [24]. Previous measurements
conducted near sampling site ID3 over the entire 24 h period found an average emission
of 84.4 ng m~2 h~! [50]. This value was lower than those found in our study and was
influenced by the low emissions recorded overnight, indicating that in the absence of
radiation and at lower temperatures, Hg® fluxes into the atmosphere are suppressed. At
a second location about 40 km downstream from the town of Idrija, the fluxes measured
were even lower (34 ng m~2 h~!, [50]) due to the reduced influence of mining activities, as
evidenced by the lower Hg content in the soil.

The combined effect of UV radiation and soil temperature on Hg” fluxes can also
be confirmed by the results obtained at ID1 and PS1. [56]. The low THg concentrations
found at these sites suggest that they were only marginally affected by direct Hg supplies
related to mining and ore roasting, whereas they were likely to be more influenced by
atmospheric depositions. This hypothesis is supported by the fact that almost all the no-
a-HgS fraction can be attributed to organic-bound Hg since, after the oxidation test, the
first Hg desorption peak disappeared (Figure 5) [54]. As stated above, organic-bound Hg is
usually the dominant form of this metal in atmospherically influenced areas [95], whereas
the occurrence of x-HgS can be attributed to the wind transport of HgS-bearing dust
particles [33,52]. However, despite the similar Hg concentrations and speciation at these
two sites, Hg0 fluxes were lower at ID1, likely due to the light cloud cover encountered
during sampling at this site, which caused lower UV radiation and soil temperatures than
at PS1.

4.4. Elemental Mercury (Hg") Fluxes and Vegetation Cover

The formation and volatilisation of Hg? are often limited in soils covered by a de-
veloped continuous herbaceous vegetation in comparison with bare soil surfaces due to
shading [56,64,104], even in heavily contaminated mining districts [18,21]. Considering
sites ID2 and ID3, the effect of decreased UV radiation on Hg? fluxes at the latter site
may have been enhanced by the more developed grass vegetation cover, together with the
presence of a layer of dead biomass on the soil surface. The same situation was observed
when comparing sites PS1 and ID1, with less developed vegetation at the former site
coupled with higher fluxes. Moreover, at ID3, the highest emissions were observed in plot
D, characterised by the absence of vegetation cover and consequently subject to higher
direct irradiation and heating, which may have favoured the formation of Hg?.

The importance of soil cover by vegetation in limiting Hg? fluxes is even more evident
considering the relatively low emissions recorded at site PS2 (plots A and B), coinciding
with the historic roasting site of PSenk in a forested area. Despite a Hg concentration three
orders of magnitude higher at PS2 than that found at the margins of the roasting area
(PS1), the Hg? fluxes at these two sites were comparable. Forest ecosystems, particularly
evergreen coniferous forests such as those present at PS2, are usually characterised by low
Hg" emissions from soils due to intense canopy shading, which limits direct irradiation
and heating of the soil [105,106]. This was also confirmed in our study by the nearly null
UV radiation and the lowest soil temperatures recorded at this site. Under these conditions,
the contribution of «-HgS can also be considered scarce due to the high activation energy
required to initiate Hg? volatilisation [27]. However, despite shading, incident radiation
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can still influence HgO fluxes at the soil-air interface [23], as confirmed by the increase
observed in measurements performed after the removal of the litter on plots PS2-A and
PS2-B (Figure 9). These findings suggest that shading by trees is effective in limiting Hg”
evasion at the soil-air interface, even in highly contaminated soils under investigation.
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Figure 9. Hg0 fluxes recorded from soils with and without vegetation (ID3) and litter cover (PS2).
Measurements on plots PS2-A and PS2-B were conducted before and after the removal of the litter.

Another aspect to be considered is the length of time that has passed since the strong
Hg inputs in the historic roasting area. Although it was assumed that other than atmo-
spheric emissions, large amounts of Hg? were lost in the environment either via spillage
or in roasted residues directly discharged into the soil [52], it is possible that this species
escaped into the atmosphere or was oxidised and then bound to OM, a process that can
quickly occur in oxidised soil layers [107,108]. Moreover, oxidised Hg bound to the more
soluble fraction of the OM may have leached to deeper soil layers [43]. Considering that
this fraction of Hg is generally believed to be more available, it cannot be excluded that
Hg produced in-depth via dark reduction processes [23,93,109] is then re-adsorbed by the
abundant OM in the surface layer constantly provided by the renewal of forest vegetation,
limiting its diffusion into the atmosphere [68,110,111]. This process may have been fur-
ther favoured by the acidic soil pH characteristics of coniferous stands due to decreased
OM solubility, confirming that these ecosystems can retain high amounts of Hg in their
organic soil layers [112-114]. Moreover, Hg?* reduction seems to decrease with decreasing
pH [92,115], limiting Hg? fluxes at PS2. Finally, the long-term burial of wastes containing
Hg in organic-rich soils, such as those occurring at PS2, could favour the formation of
more stable and less mobile Hg forms, such as 3-HgS [82,116]. The occurrence of other Hg
forms at PS2 can be confirmed by the lower decrease in the first desorption peak after the
oxidation test compared to the other samples (Figure 5).

The significant limitation of Hg? fluxes caused by shading by trees was highlighted
by the extremely high Hg? flux recorded from PS2-C (2466 ng m~2 h~!) under a recently
uprooted tree. The topsoil from this plot was characterised by a lower Hg and OM content
than other measuring points at PS2 and by the complete absence of litter on the soil surface,
resulting in conditions more conducive to Hg? evasion. This result gives an indication
of the potential Hg? emissions from this site in the absence of the forest, suggesting that
preserving the current ecosystem can effectively help naturally mitigate the re-emission of
Hg" from these heavily contaminated soils and its further atmospheric dispersion. Previous
studies have indeed shown that removal of the forest results in a sudden increase in Hg?
fluxes [117,118], which, considering the extremely high Hg content of these soils, may lead
to the occurrence of high local levels of atmospheric Hg".
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5. Conclusions

The results of field measurements of Hg? fluxes at the soil-air interface presented in
this study provide new data on the mobility of Hg between terrestrial and atmospheric
compartments at contaminated sites within the Idrija Hg mining district. The main findings
of this study are summarised as follows:

e  Measured Hg? fluxes showed great spatial variability.

e The release of Hg" into the atmosphere depends on complex site-specific interactions
between possible influencing factors.

e Considering measurements conducted on grasslands under direct solar irradiation,
the total topsoil Hg content can be considered the main driver of Hg? evasion.

e  Gaseous Hg” fluxes increase under high UV radiation and soil temperature, which in
turn can increase the rate of Hg reduction reactions.

e Well-developed herbaceous vegetation can strongly limit Hg® evasion from contam-
inated soil due to surface shading. This is confirmed by the increase in Hg? fluxes
observed from bare soil plots compared with vegetated plots and by relatively low
Hg? fluxes from shaded locations found at the extremely contaminated historic roast-
ing site.

e  Forests can significantly reduce the impact of heavy soil contamination in the local
atmosphere. However, care should be taken in forest management practices, as clear-
cut forests may expose contaminated soils to direct solar radiation, potentially resulting
in high Hg® emissions.

The results reported in this study highlight that the measurements conducted using the
non-steady state chamber approach are extremely sensitive to varying environmental condi-
tions. Due to the portability of the instrumentation used and the short time required for the
measurements, these preliminary indications suggest that future work should be devoted
to increasing the number of measurement sites sampled under relatively homogeneous
weather conditions.

Supplementary Materials: The following supporting information can be downloaded at: https:
//www.mdpi.com/article/10.3390/atmos14061036/s1, Table S1: Summary of Hg content in soils,
calculated Hg? fluxes at the soil-air interface, and main meteorological parameters recorded during
sampling on all measuring plots.
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