Available online at www.sciencedirect.com

C@k ScienceDirect Proced ia

Earth and Planetary Science

e S
ELSEVIER Procedia Earth and Planetary Science 17 (2017) 213 — 216

15th Water-Rock Interaction International Symposium, WRI-15

Impact on streams and sea water of a near-neutral drainage from a
flooded mine in Sardinia, Italy

Franco Frau®”, Stefania Da Pelo?, Roberta Atzori®, Rosa Cidu®

“Department of Chemical and Geological Sciences, University of Cagliari, Via Trentino 51, Cagliari 09127, Italy

Abstract

After mine closure and subsequent shutdown of the dewatering system, groundwater rebound led to drainage outflow from the
Casargiu gallery (Montevecchio mine, SW Sardinia, Italy) since 1997. As compared with the first discharge, a very high
contamination level still persists after almost 20 years of flushing. Mine drainage (20-70 L s*; pH 6.0+0.2; Zn-Mg-Ca-SO,
composition) flows into the Rio Irvi. Abundant precipitation of amorphous Fe(I11)-(oxy)hydroxides occurs. Moreover, sulfate-
bearing green rust is observed to flocculate in the reach of the Rio Irvi where pH is still circumneutral. Water sampling along this
stream shows a pH decrease from 6.0 to 4.0 and a significant removal of Fe (46%) and As (96%), while sulfate, Zn, Mn, Co, Ni
and Cd show small variations downstream. Lead is initially adsorbed onto Fe(ll1)-(oxy)hydroxides, then desorbed as pH drops
below 5.4. A conservative estimation of dissolved metals discharged into the Mediterranean Sea is significant (e.g. 900 kg day™
Zn, 1.4 kg day™ Cd, 5 kg day™ Ni).
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1. Introduction

Sardinia is an Italian region with mining activities dating back to pre-Roman times. Peaks in Pb-Zn production
were reached in the ‘50s and ‘60s decades of the last century. The decline of the mining industry led to the
progressive closure of most mines in the 1970-1990 period. One of the problems associated with mine closure was
the shutdown of pumping for dewatering of underground mining works. The consequent rebound of the water table
has caused flooding of galleries and interaction of groundwater with exposed mineralization and mining wastes used

* Corresponding author. Tel.:+39-070-675-7703; fax: +39-070-282236.
E-mail address: frauf@unica.it

1878-5220 © 2017 The Authors. Published by Elsevier B.V. Thisis an open access article under the CC BY-NC-ND license
(http://creativecommons.org/licenses/by-nc-nd/4.0/).

Peer-review under responsibility of the organizing committee of WRI-15

doi:10.1016/j.proeps.2016.12.074


http://crossmark.crossref.org/dialog/?doi=10.1016/j.proeps.2016.12.074&domain=pdf
http://crossmark.crossref.org/dialog/?doi=10.1016/j.proeps.2016.12.074&domain=pdf

214

Franco Frau et al. / Procedia Earth and Planetary Science 17 (2017) 213 — 216

to fill galleries and voids. In some cases the contaminated groundwater has reached the surface through shafts and/or
galleries, with deleterious effects on receiving waters.

This study focuses on the Casargiu outflow in the abandoned Montevecchio mine, the most important case of
groundwater discharge from a flooded mine in Sardinia (ltaly)®.

2. Study area

The Arburese mining district (SW Sardinia) is mainly composed of the Montevecchio and Ingurtosu mines.
Casargiu is a mine yard belonging to the Montevecchio mining system. The hydrothermal sulfide veins (mainly
galena and sphalerite) are hosted in Palaeozoic silicate-dominant rocks. Mineralization at Casargiu mainly consists
of sphalerite with an ankerite-siderite gangue.

Ore exploitation in the Montevecchio area extended in a system of interconnected galleries at depths down to 600
m below ground level. The mine closure in 1990 led to the shutdown of pumping systems; drainage flowing out of
the Casargiu gallery was observed beginning in 19972. The Casargiu drainage flows into the Rio Irvi that after about
6 km merges with the Rio Piscinas, which in turn flows into the Mediterranean Sea after about 2 km. The outflow
from the Casargiu gallery represents the main water contribution to the Rio Irvi throughout the year.

3. Sampling and methods

The water flowing out of the Casargiu gallery (CAS1) was collected during 23 surveys carried out from 1997 to
2012. In June 2009 a complete sampling of the Rio Irvi was carried out. The Rio Irvi was mainly fed by the Casargiu
drainage (about 50 L s™). The tributaries of the Rio Irvi were dry, therefore no lateral surface inputs of water to the
Rio Irvi downstream of the Casargiu discharge were present. For the analytical methods see the article published™.

In June 2009 solid precipitates at each sampling site were collected for mineralogical analyses by XRD.

Speciation-solubility calculations were performed using the computer program PHREEQC Interactive with the
included thermodynamic database ‘‘wateq4f.dat’’.

4. Results and discussion
4.1. Chemistry of the Casargiu discharge

The first outflow from the Casargiu gallery in 1997 had pH 6.0 and dissolved concentrations of sulfate and metals
generally much higher than those observed in 1995 during groundwater rebound (Fig. 1). These dramatic increases
can be explained by the flooding of galleries and the consequent interaction of groundwater with sulfides (especially
sphalerite) and secondary minerals, including soluble efflorescent salts.

Results of hydrogeochemical surveys carried out during the period 1997-2012 can be summarized as follows: (i)
the flow from the Casargiu gallery has varied from 20 to 70 L s™ depending on rainfall and rain infiltration; (i) the
values of pH (6.0+0.2) and Eh (0.28+0.05 V) have shown small variations over time; (iii) the acidity produced by the
oxidation of sulfide minerals has been buffered by the occurrence of ankerite-siderite gangue in the Casargiu ore;
(iv) the dissolved O is very low (<2 mg L™) and the dissolved Fe is present as Fe(I1) species; (v) a more or less large
decrease in sulfate, Zn, Mn, Ni, Co and Pb has been observed with time, while Fe, Cd and As have shown minor
variations (Fig. 1). A very high contamination level still persists in the Casargiu drainage water after almost 20 years
of flushing from the first outflow.

4.2. Chemistry of the Rio Irvi

The reach of the Rio Irvi extending upstream of the Casargiu discharge is uncontaminated. Waters from the
Casargiu gallery and the Rio Irvi downstream are characterized by a Zn-Mg-Ca-SO, composition. The variation of
pH and Eh with distance from Casargiu shows a non-linear pH decrease from 6.0 to 4.0 coupled with an increasing
mirror trend of Eh from 0.3 to 0.5 V (Fig. 2b). As the groundwater flowing out from the Casargiu gallery comes in
contact with the atmospheric O,, Fe(ll) oxidizes to Fe(lIl) and precipitation of Fe(l11)-(oxy)hydroxides occurs.
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