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ANALYSYS OF CHLORINATED ETHENES BEHAVIOUR IN FRACTURED 
AND KARSTIC LIMESTONE

ExTENDED ABSTRACT
Lo studio delle modalità di trasporto e della degradazione dei solventi clorurati negli acquiferi fratturati nonché la valutazione dei tempi 

di bonifica è un compito difficile.
Nel presente studio è analizzato il caso di studio della contaminazione, principalmente da solventi clorurati, delle acque sotterranee che 

circolano nell’acquifero carbonatico fratturato e carsico della zona industriale di Bari e Modugno.
Una delle caratteristiche principali dell’acquifero investigato è la sua pronunciata eterogeneità ed anisotropia dovuta al diverso grado 

di fratturazione ed ai fenomeni carsici che determinano un’alta variabilità in direzione verticale e soprattutto orizzontale della conducibilità 
idraulica. La contaminazione viene trasportata verso valle a partire dall’area hot-spot in direzione SW-NE. Nell’area hot-spot, il tetracloroetilene 
rappresenta circa l’80% della concentrazione totale dei solventi clorurati, mentre il tricloroetilene presenta concentrazioni sistematicamente 
più basse rispetto al tetracloroetilene in tutti i pozzi di monitoraggio. Il 1,2-dicloroetilene si riscontra relativamente a concentrazioni più elevate 
rispetto al 1,1-dicloroetilene a dimostrare l’evidenza di fenomeni di declurazione riduttiva in atto. Il valore del potenziale redox monitorati 
nell’area di studio, sono consistenti con la presenza di un ambiente ferro riducente. La sorgente di ossido ferrico è principalmente rappresentata 
dai prodotti residuali della dissoluzione carsica (terra rossa) che rivestono le pareti delle fratture. Ad ogni modo, la concentrazione di ossido 
ferroso monitorata nelle acque sotterranee è al di sotto dei 20 μgL-1, mentre i nitrati sono presenti a concentrazioni elevate al di sopra di 1 
mgL-1, rappresentando il più alto accettore di elettroni dopo l’ossigeno che si rileva a concentrazioni al di sotto di 1 mgL-1.

Nel presente studio si riportano i risultati dell’applicazione di un nuovo approccio modellistico per analizzare le dinamiche di trasporto 
reattivo dei solventi clorurati nell’acquifero fratturato. Un modello di flusso non lineare è accoppiato con un modello di trasporto di tipo 
Lagrangiano (random-walk particle tracking), includendo lo scambio di particelle tra le zone mobili e stagnanti, i processi di adsorbimento, e 
i percorsi di declorurazione riduttiva. La metodologia sviluppata, permette di simulare il moto delle particelle interessate da diverse cinetiche 
di reazione del primo ordine, cosicché le particelle si muovono secondo il loro stato chimico che si ripercuote sui processi fisici di trasporto 
(advezione, dispersione, scambio di massa tra le zone mobili e stagnanti).

Si è ottenuta la distribuzione stazionaria della contaminazione da solventi clorurati da una sorgente in corrispondenza dell’area hot-spot 
sulla base del confronto con lo scenario di contaminazione osservato e quello simulato più ragionevole, con il fine di stimare i processi di 
trasporto e degradazione nonché la portata di immissione dei contaminanti alla sorgente.

L’analisi condotta ha messo in luce la persistenza dei solventi clorurati all’interno dell’acquifero. Le simulazioni condotte mostrano 
che il 43% delle particelle associate alla contaminazione risultano intrappolate nelle zone stagnanti. Il confronto tra le simulazioni e i dati 
di monitoraggio osservati mostrano come il traporto dei contaminanti risulta influenzato dalle anisotropie dell’acquifero. In particolare, la 
presenza di una sinclinale in corrispondenza dell’area hot-spot devia il flusso idrico e quindi il trasporto dei contaminanti in direzione E-W.

Lo studio evidenzia una limitata attività di declurazione riduttiva in atto, soprattutto dei solventi alto clorurati come il tetracloroetilene 
che mostrano una maggiore persistenza dell’acquifero percorrendo distanze dalla potenziale sorgente di contaminazione di circa 5000 
m. il tricloroetilene si degrada più velocemente alimentando la formazione del dicloroetilene. Mentre il cloruro di vinile presenta un 
alto tasso di degradazione. Lo scenario di degradazione è consistente con una declorurazione riduttiva in ambiente ferro riducente 
che favorisce la degradazione dei solventi basso clorurati come il cloruro di vinile. La contaminazione da nitrati può essere avvenuta 
successivamente inibendo i fenomeni di declurazione riduttiva. Inoltre, lo scenario è consistente con una declorurazione riduttiva di 
tipo abiotico, favorita dalla presenza di minerali come magnetite e pirite presenti nella terra rossa che riveste le pareti delle fratture, 
favorendo la trasformazione del dicloroetilene direttamente in anidride carbonica e acqua senza la formazione del cloruro di vinile.

Lo studio rappresenta uno strumento prezioso nelle decisioni a riguardo del ruolo rivestito dalla attenuazione naturale nelle opzioni 
di trattamento, dove la capacità di attenuazione naturale delle acque sotterranee può essere integrata con metodi ingegneristici al fine 
di ottenere la bonifica del sito.
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ABSTRACT
The understanding of the transport and degradation 

phenomena of chlorinated ethenes in fractured aquifers as well 
as the assessment of the cleanup times poses an extreme technical 
challenge. In the present study a method to analyze reactive 
transport and reductive dechlorination of chlorinated solvents 
in fractured aquifers is presented. Reductive dechlorination 
pathway, adsorption processes, mass exchange phenomena 
between mobile and stagnant zones as well as the non – linear 
flow behaviour in fractures are considered.

The developed methodology, considering reductive 
dechlorination processes in a Lagrangian framework, is able to 
simulate the motion of particles affected by first-order network 
reactions, so that particles move according to their chemical state 
affecting physical transport processes (advection, dispersion, 
mass transfer exchange between mobile and stagnant zone).

The developed model is applied to a case study of groundwater 
contamination in the industrial area of Modugno – Bari (Italy), 
where the limestone aquifer has a fractured and karstic nature. 
The steady state distribution of the contamination by chlorinated 
ethenes with the source at the hot spot is obtained and compared 
with the observed scenario of contamination in order to estimate 
the plausible transport and degradation processes as well as the 
mass loading at source. The carried out study represents and 
valuable tool for deciding the role of natural attenuation in a 
treatment where the natural attenuation capacity of groundwater 
can be integrated with engineering methods for site remediation.

Keywords: reductive dichlorination, fractured aquifer, numerical model

INTRODUCTION
In the industrial area, the most detected contaminants in 

groundwater are represented by the chlorinated ethenes (CEs). 
They have been widely used as solvents in manufacturing 
operations. The fate and transport of CEs as well as the 
bioremediation clean up techniques for unconsolidated aquifer 
composed by granular material have been evaluated for several 
decades. At contrary, there is scarce experiences on the use of 
bioremediation clean up techniques for in situ treatment of CEs 
in fractured bedrock.

Several problems affect the remediation in fractured 
bedrock. As discussed in Mutch et alii (1993), the fractured 
aquifer remediation could become frustratingly slow at best, and, 
at worst, an exercise of futility. Dead-end fractures and matrix 
diffusion represent the primary storage zones for contaminants 
leading the CEs’ persistence after bioremediation activity 
(Verce et alii, 2015). In fact, dechlorinated microorganisms 
have been observed into the rock matrix away from the fractures. 
Therefore, the biodegradation in the matrix block plays an 
important role and should be taken into account in the natural 

attenuation or remediation assessment (Lima, 2012).
In order to analyze natural attenuation processes in fractured 

aquifer is crucial the groundwater flow – path characterization 
(Bradley et alii, 2009). Moreover, in enhanced natural 
attenuation clean up strategies, groundwater flow pathways 
affect the hydraulic connectivity and the travel time between 
the recirculation wells (verce et alii, 2015). The homogeneous 
conceptualization of groundwater flow to design injection 
remediation wells in less heterogeneous unconsolidated 
materials fails to reproduce the fracture dominated flow 
(tiedeman et alii, 2018).

Usually, anaerobic condition in presence of iron-reduction, 
sulfate-reduction and methanogenesis redox conditions 
promotes natural attenuation process of CEs (Lenczewski et 
alii, 2003). The study of dechlorination of CEs in fractured 
aquifers have been addressed by several authors through field 
investigations, laboratory tests and numerical simulations 
(Yager, 2000, Manoli et alii, 2012; Simsir et alii, 2017). 
Reductive dechlorination leads several chemical reactions 
between CEs, electron acceptors and donors, organic matter 
and microorganisms. They can be complex but foreseeable. 
Pseudo first-order reaction rates equations can be used to predict 
the transformation rates of the CEs when the contaminant 
concentration is relatively small (Burnell et alii, 2014).

The set-up of a reactive transport model that incorporate 
heterogeneity and anisotropy of aquifer properties, diffusion 
and stagnant zones as well as chemical reaction could become 
very complex (Henry & Fernandez-Garcia, 2015). Under 
these circumstances, a site-specific transport model is crucial 
in order to evaluate natural attenuation potential and/or clean 
up strategies.

Fractured and karstic aquifer can be depicted as multiple 
– porosity model characterized by a great variation of the 
hydraulic properties. Matrix pores interact with fractures and 
conduits in which non-linear flow regime can occur (Cheng & 
Chen, 2005). Non – Darcian flow can be disclosed in fracture 
and conduits governing the flow dynamics and contaminant 
transport. Deviation from the cubic law was detected by several 
authors that proposed correction factor and/or velocity dependent 
functions in order to depict the effect of the roughness of fracture 
walls and channel tortuosity (Zimmerman & Bodvarsson 1996; 
Wait 1998; Cherubini et alii, 2013a; Cherubini et alii, 2014).

The contaminants move into connected fractures and they 
are trapped into the matrix and stagnant zones represented by 
dead-end channels and irregularities of fracture walls. As a 
consequence, an anomalous discharge behaviour is observed, 
characterized by an early arrival and a long tailing (Lee et 
alii, 2017; Dou et alii, 2018). Mass diffusion between fracture 
and matrix (Zhou et alii, 2006), channeling effect due to the 
variable apertures (Tsang & Tsang, 1987) and stagnation zones 
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near fracture walls (Cardenas et alii, 2007) represent the main 
mechanism associated to this non-Fickian behaviour.

Recirculation zones may represent the principal mechanism 
of non-Fickian transport, especially when matrix porosity is low 
and non-linear flow regime occurs influencing both advection 
causing a delay on solute transport with respect to the linear 
flow assumption and the stagnant zones enhancing the presence 
of eddies within the fractures (Quian et alii, 2011; Cherubini 
et alii, 2013b, Cherubini et alii, 2014; Lee et alii, 2015). This 
causes a persistence of contaminant plume in groundwater.

Moreover, biotic and/or abiotic anaerobic reductive 
dechlorination governs the reaction pathways of CEs and 
their evolution in the aquifer. Mobile and stagnant zones can 
be characterized by different reaction rate (Cunningham & 
Mendoza – Sanchez, 2006).

The degradation of CEs do not follow a sequential reaction 
chain. Dechlorination processes produce chloride. For instance, 
the complete dechlorination of 1 mole of tetrachloroethylene 
(PCE) leads to 4 moles of chloride (Semprini et alii, 1990). 
In addition, three daughter species: cis-1,2-dichloroethylene 
(cis-1,2-DCE), trans-1,2-dichloroethylene (trans-1,2-DCE) and 
1,1-dichloroethylene (1,1-DCE) derived by the degradation 
of trichloroethylene (TCE). DCEs species presents different 
reaction rate and toxicity. In presence of abiotic degradation 
environment, hydrogenation pathways, α-elimination and 
β-elimination are promoted (He, 2015).

Generally, chlorinated solvents and their degradation 
products such as Chloride and ethylene have different behaviour 
in sorption processes, affecting advection and the interaction 
between the mobile and stagnant zones (Lu et alii, 2011).

Efficient numerical approaches to simulate reactive 
transport are the particle-based methods (Salomon et alii, 
2006; Henry & Fernandez-Garcia, 2014). In the literature, 
different particle-based methods was developed and presented to 
simulate multispecies transport subjected to first order kinetics 
(Burnell et alii, 2014; Henri & Fernandez-Garcia, 2015) 
or more complex kinetics (Engdahl et alii, 2017; Sole-Mari 
et alii, 2017). These approaches present some limitations about 
the fact that reaction network and their degradation products is 
simplified as a sequential reaction chain. For instance, all DCEs 
represented as single species and the evolution of the daughter 
species is not predicted well.

In the present work an efficient particle-based method to 
represent at field scale the transport and reductive dechlorination 
processes is presented and validated on the case study of the 
fractured limestone aquifer of industrial area of Bari (Italy). 
Different conceptual, mathematical and numerical models 
have been presented to analyze the behaviour of the aquifer 
of Bari, modeling the fluid flow (Cherubini et alii, 2013a; 
Cherubini et alii, 2018), variable density flow (Masciopinto 

& Palmiotta, 2016; Masciopinto et alii, 2017), conservative 
transport (Cherubini & Pastore, 2010; Masciopinto & 
palmiotta, 2013), reactive transport (Masciopinto et alii, 
2010). Two dimensional rough-walled parallel plate flow model 
presented in Cherubini et alii (2018) has been calibrated using 
the point dilution tests reported in Masciopinto et alii (2016). 
Mass exchange behaviour between stagnant and mobile zone 
has been deepen by means of experimental breakthrough curve 
obtained from forced gradient test reported in Masciopinto & 
palmiotta (2013).

Then, transport and reductive dechlorination processes 
with complete reaction pathways have been simulated using a 
particle – based model and the analysis of natural attenuation 
strategies has been discussed.

MATERIAL AND METHODS
Geological and hydrogeological setting

The industrial area of Bari (Italy) is located in the Apulia 
Region (South-Eastern Italy), overlooking the Adriatic Sea. 
Morphologically, in the study area, three extended tiered terraces 
with a height between 10 – 40 m a.s.l. are detectable. They are 
parallel to the coast sloped down to the sea characterized by 
paleostream channels (lame) perpendicular to the terraces (Fig. 1).

Below the topsoil, the study area is characterized by the 
presence of alluvial and marshly deposits (Holocene) at the 
bottom of the “lame” and some depressions in the dune deposits 

Fig. 1 – Gelogical map of industrial area of Bari. 1) alluvial and marshy 
deposits (Holocene); 2) Calcareniti di Gravina Formation (Lo-
wer Pleistocene); 3) Calcare di Bari formation (Cretaceous); 
4) anticlinal axis; 5) fault (uncertain); 6) escarpement; 7) 
Hydrographyc network; 8) potential source area of contamina-
tion; 9) monitoring wells
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and by the presence of Calcareniti di Gravina formation (lower 
Pleistocene) with variable thickness from few meters to 20 m. 
It is a calcarenitic complex, transgressive on the underlying 
formation, sometimes in angular discordance, constituted by 
dune bioclastic, detritic and sand-bar deposits constituted by 
calcarenite with marine fossils, volcanic sands and sandstones, 
and discontinuous layer of gravel and conglomerates. Below the 
calcarenitic strata lies the Calcare di Bari formation, represented 
by a Cretaceous calcareous dolomitic succession extending 
in depth for hundreds of meters. The succession consists of 
biopeloidal and peloidal wackestones/packstones alternating 
with stromatolithic bindstones with frequent intercalations 
of dolomitic limestones and gray dolostones. This succession 
appears stratified and fissured and, where it is not intersected 
by tectonic discontinuities, it shows a subhorizontal or slightly 
inclined attitude (Maggiore, 1993).

The degree of fracturing in the limestone Cretaceous 
formation is quite variable and mainly depends on the geological 
and structural evolution of the area, including faulting and 
folding. Boreholes surveys conducted in the study area 
highlight the presence of two levels constituted by a carbonate 
rock sequence intensely fractured and karstified 26 m thick and 
a lower level represented by a dolomitic sequence >20 m thick, 
less fractured and karstified.

The study area belongs to the karstic Murgia aquifer, 
characterised by calcareous lithotypes and having a secondary 
fissure-type permeability of tectonic origin. Billi (2005) 
investigated the geometrical and structural attributes of fractures 
and fracture networks of the Murgia aquifer, characterised by 
a succession of carbonate beds separated by sub – horizontal 
marked mechanical discontinuities and affected by sub – vertical 
fractures with bed – parting and bed – unparting behaviour, and 
by rare faults. The authors found that the fracture spacing is 
directly correlated to beds thickness variable in the range 
0.15–1.20 m.

The prolonged karstic dissolution action of water on 
carbonate rocks has enlarged and interconnected the already 
existing discontinuities, creating a deep network of subterranean 
passages. Inside the cavities of variable dimensions created 
by the complex and relevant karstic phenomena, conspicuous 
accumulations of red soil “terra rossa” can be detected. The 
origins of this residual material are not always attributable to its 
survey site. Dell’Anna et alii (1985) and Vingiani et alii (2018) 
investigated the geochemical composition of “terra rossa” in the 
study area and detected silica and calcite (35–45%) kaolinite 
and illite (25–30%) and iron (10–15%) (hematite, magnetite and 
goethite) with small quantities of calcium oxides, potassium, 
titanium, magnesium, sodium, manganese and phosphorus.

Because of karstic phenomena, all the Murgian territory is 
characterized by scarce surface-water flow, even in the presence 

of an extensively developed hydrographic network. The local 
hydrographic network typical of the Apulian countryside is in 
fact constituted by the “lame” which act as ephemeral water 
courses. The high permeability of carbonatic rocks facilitates 
the infiltration of rainwater into the subsoil so that surface 
flow occurs only after very intense rain events. This implies 
the presence of a conspicuous and extended groundwater 
circulation in the subsoil, floating on underlying seawater of 
continental invasion.

One of the peculiar hydrogeological characteristics of the 
Murgia aquifer is the pronounced anisotropy linked to the 
different degree of fracturing and karst phenomenon of the 
carbonate rocks that determines a high variability in the vertical 
and especially horizontal hydraulic conductivity, with values 
oscillating between 0.2 and 612 m∙d−1, whereas rock porosity 
has values between 1.24 and 5.14% (Borgia et alii 2002).

In the study area, groundwater flows in the limestone 
Cretaceous formation within fractures and karst channels 
at variable depths from 40 m below the ground level in the 
most inland zone of the industrial area, up to about 12–13 m 
depth at its north-eastern border, with hydraulic head values of 
about 1–2 m above sea level. Groundwater flows in phreatic 
or semiconfined conditions mainly in the SW–NE direction 
perpendicular to the coastline, with hydraulic gradients of 0.1–
0.5% (Grassi et alii 1986).

Screening of reductive dechlorination
Chlorinated aliphatic hydrocarbons – PCE, TCE, 1,2-DCE, 

cis & trans 1,2-DCE and VC – represent the main contaminants 
that have been detected in the groundwater during the campaign 
of investigations. According to the flow paths, they are 
transported downgradient from the potential source area of 
contamination in the SW-NE direction. In the hot-spot area, 
PCE is about the 80% of the total CEs, whereas TCE has been 
found at lower concentration than PCE in all monitoring wells. 
Evidence of dichlorination processes can be ascribable to the 
fact that the amount of 1,2-DCE is greater than of the total DCE.

Iron-reducing condition due to the presence of source of 
ferric iron constituted by the fracture coating composed by red 
soil is consistent with the redox potential values detected in 
the groundwater. Anyway, ferrous iron presents concentrations 
below 20 μgL-1. Besides, nitrate concentrations exceed 1 mgL-

1, representing the highest electron acceptor after the dissolved 
oxygen detected at lower concentration (below 1 mgL-1).

Groundwater flow model
Parallel plate model (Masciopinto et alii, 2010) has been 

used to represent horizontal flow through the fractured aquifer 
in the study area. The fractured medium is depicted as a set 
of a specific number of equivalent horizontal rough-walled 
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parallel plates with the same aperture distribution variable in 
space along the horizontal direction. Non-linear flow within the 
equivalent horizontal rough walled parallel plates is represented 
by the Darcy – Weisbach equation. Rough-walled parallel 
plate model has been coupled with inverse modeling and 
geostatistical analysis in order to infer the value of the equivalent 
transmissivity distribution. Details on model conceptualization, 
governing equations, boundary conditions and validation can 
be found in Cherubini et alii (2018). MODFLOW numerical 
code coupled with inverse numerical approach has been used to 
model groundwater flow. The two-dimensional domain covers 
an area of 968.7 km2 discretised by means of a structured grid 
of 100 m in size. The flow model has been validated on the 
basis of the hydraulic head measurements and point dilution 
tests. Considering a value of effective porosity equal to 
≈0.3% (Masciopinto & Palmiotta, 2016). Simulated specific 
discharge reaches the observed specific discharge for a number 
of equivalent conductive parallel plates equal to 20 (Fig. 2). 
Ground water flow effective velocity varies along the flow paths 
starting at the potential source area. Water reaches the coast in 
220 days traveling about 5600 m.

Transport and reductive dechlorination model
The rough walled horizontal parallel plates are characterized 

by the presence of a mobile zone (preferential pathways) and 
stagnant zones. Dual porosity model has been used to model 

solute transport dynamics in saturated fractured limestone with 
first order mass exchange term between the mobile and stagnant 
zone (Guan et alii, 2008). Mass transfer term varies in space 
depending by velocity field (Cherubini et alii, 2013b). The 
increase of Reynolds number produces eddy growth enhancing 
the recirculation zones.

Sorption processes of organic compounds occur due to the 
presence of iron oxides in red soil at fracture walls. Assuming 
linear isotherm valid, the retardation factor is function of the 
surface area to volume ratio of the fracture system and the 
surface distribution coefficient derived as the ratio between the 
partition coefficient of each species and the internal surface area 
of the rock as defined by Novakowsky (1999).

Dechlorination processes are approximated as first-order 
reactions neglecting the effect of biomass growth and inhibitors. 
According to biotic reductive dichlorination pathways, PCE 
reacts to produce TCE, TCE reacts to produce three daughter 
species, cis-1,2-DCE, trans-1,2-DCE and 1,1-DCE, while the 
three DCEs further react to produce VC, VC reacts to produce 
ethylene that react to produce carbon dioxide and water. 
Furthermore, a result of the biodegradation of CEs is chloride.

Mass transfer, equilibrium adsorption and reductive 
dechlorination processes has been coupled with random walk 
particle tracking. Details of used methodology and numerical 
algorithm can be found in Pastore et alii (2020).

RESULTS AND DISCUSSION
Transport model has been set up in the study area. First, 

experimental forced gradient breakthrough curve has been used 
to derive the mass transfer rate and the porosity of the stagnant 
end recirculation zones. A value of 4.10×10-3 s and 0.16% 
was estimated for the mass transfer rate and the porosity of 
stagnant zone assuming a value of the effective porosity equal 
to 0.3%. The founded values are coherent with the experiments 
conducted by Cherubini et alii (2013b, 2014).

Capursi (2011) conducted batch experiments on sorption 
potential of CEs on red soil samples of the study area. The 
author founds, based on a linear sorption model, a value of 
apparent organic carbon fraction determined by the ratio 
between the experimental distribution coefficients and the 
partition coefficient of each species equal to 0.0681%. The 
internal specific surface area of the matrix rock is estimated 
equal to 0.4762 cm2g-1, assuming a rock porosity equal to 3%.

Transport and reductive dechlorination simulations start 
from the condition of no contamination (the number of particles 
released into the domain at t = 0 is zero). A constant mass-
loading boundary condition was imposed at the source located in 
correspondence with the potential source area. At each time step, 
20,000 particles wase released into mobile domain at potential 
source area. A time step of 1 day was chosen. The simulation 

Fig. 2 – Contours of groundwater level (m a.s.l.) and main flow path from 
the potential source area of contamination with the indication 
of the evolution of the groundwater travel time along the main 
flow path. In correspondence of the location of point dilution 
test is reported the simulated velocity v (md-1), the estima-
ted specific discharge q (m2d-1) and the estimated equivalent 
transmissivity T (m2d-1). LEGEND: 1) potential source area of 
contamination; 2) location of point dilution test; 3) location of 
forced gradient test



168 Italian Journal of Engineering Geology and Environment, 1 (2021) © Sapienza Università Editrice www.ijege.uniroma1.it    

N. PASTORE & C. I. gIASI

continues until the quasi-steady state condition has been reached. 
At the end of simulations, the concentration distribution map of 
each species was determined and the corresponding distribution 
along the main flow path. Mass loading rate M (g.d-1), the 
percentages of distribution of the CEs at source fi (%), the first 
order decay rates λi (d

-1) and the percentages of distribution ψi 
(%) between the daughters (1,1-DCE, 1,2-DCE cis & trans) of 
the reduction of TCE were estimated using root mean square 
error criteria between observed data and simulated data. A value 
of the constant mass loading rate equal to M = 35 gd-1 has been 
estimated, whereas the other estimated model parameters are 
reported in Table 1.

The first order decay rate estimated by the conducted 
analysis disclosed a limited effect of reductive dechlorination 
processes. Except for that associated with vinyl chloride, the 
estimated first-order decay rate of CEs assumes a relatively low 

value, although consistent with the literature values (Wilson, 
1996; Yager, 2002).

   ƒ (%) λ (d-1)           ψ(%)               
PCE   57 0.001 -
TCE   36 0.008 -
1,1-DCE  0 0.003 10
1,2-DCE cis & trans 7 0.003 90
VC   0 0.03 -

Figure 3 shows the comparison between the observed data and 
simulated scenarios of contamination along the main flow path. Figure 
4 shows the comparison between the steady-state concentration 
simulated maps and observed concentration of the CEs. 

(a) (b)

(c) (d)

Fig. 3 – Comparisons between the simulated concentration distributions (μg L−1) of CEs along the main flow path from the potential source area of conta-
mination (Fig. 2) with reductive dechlorination (bold gray curve), without reductive dechlorination (black curve) and observed concentrations in 
monitoring wells that cross the main flow path (μg L−1), relative to the monitoring periods March– May 2014 (black dot) and October–December 
2014 (white dot). a) PCE, b) TCE, c) 1,1–DCE, d) 1,2–DCE cis & trans. The distance along the main flow path associated with the generic mo-
nitoring well is measured in correspondence to the intersection between the main flow path and its perpendicular straight line passing through 
the generic monitoring well

Tab. 1 – Percentage of distribution of the CEs at source f (%), first or-
der decay rates λ (d-1), percentage of distribution between the 
daughter 1,1-DCE and 1,2-DCE cis & trans of the reduction 
of TCE ψ (%)
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(a)

(c)

(b)

(d)

PCE shows a relative low value of first order decay rate (λ = 
0.001 d-1), coherent with the transport of PCE at long distance. 
The degradation rate of TCE (λ = 0.008 d-1) appears significant 
compared to the effect of only physical transport processes which 
overestimate the concentration distribution; in contrast, the dilution 
effect underestimates the concentration of 1,2 – DCE (λ = 0.003 d-1) 
and 1,1 – DCE (λ = 0.003 d-1) and this means that DCE is degraded 
more slowly than TCE.The model overestimates VC concentration 
distribution, although with a value of decay rate relatively high (λ = 
0.03 d-1). VC was detected only at source and near to the coast at 
concentrations over the minimum detection limit (0.25 µgL-1) and 
at a concentration much lower than other CEs. The highest VC 
concentration is 2.1 µgL-1.

Iron reducing conditions may have favored the oxidation of DCE 
and VC to carbon dioxide, explaining the lower concentration of VC 
(Bradley et alii, 1998). This scenario is also consistent with an abiotic 
reaction that could involve the process of dehalogenation of CEs 

Fig. 4 – Steady-state-simulated concentrations and observed concentrations at monitoring well as log10(μg L−1) relative to transport simulation with reduc-
tive dichlorination processes for: a) PCE, b) TCE, c) 1,1-DCE, d) 1,2-DCE cis & trans

(McCormick et alii, 2002), explaining the reductive dechlorination 
scenario under nitrate reducing conditions. Magnetite and pyrite are 
present in the thin fracture coating (terra rossa), and, as demonstrated 
in BUTLER & HAYES (1999), LEE & BATCHELOR (2002), these 
minerals can favor the abiotic degradation of CEs.

Transport simulations depict well the concentration distribution, 
reflecting the heterogeneity of the aquifer, though the transport 
simulations are not able to represent the irregular shape of the 
detected contaminant distribution (Fig. 4). The concentration at the 
well located immediately downgradient from the hot spot presents 
a concentration lower than the simulated ones, and the well located 
more southerly presents a concentration systematically higher than 
expected especially for the higher-chlorinated CEs. An explanation 
can be attributable to the presence of a watershed in correspondence 
to the hot-spot area, as demonstrated by the flow path lines where a 
change of direction in correspondence of the source is highlighted.

The anticline affecting the Calcare di Bari formation gives rise to 



170 Italian Journal of Engineering Geology and Environment, 1 (2021) © Sapienza Università Editrice www.ijege.uniroma1.it    

N. PASTORE & C. I. gIASI

REFERENCES
Billi A. (2005) - Attributes and influence on fluid flow of fractures in foreland carbonates of southern Italy. J Struct Geol, 27: 1630-1643.
Borgia G.C., Bortolotti V. & Masciopinto C. (2002) - Valutazione del contributo della porosità effettiva alla trasmissività di acquiferi fratturati con tecniche 

di laboratorio e di campo. Ingegneria e Geologia degli Acquiferi, IGEA, 17: 31-43.
Bradley P.M., Chapelle F.H. & Wilson J.T. (1998) - Field and laboratory evidence for intrinsic biodegradation of vinyl chloride contamination in a Fe(III)-

reducing aquifer. J Contam Hydrol., 31: 111-127.
Bradley P.M., Lacombe P.J., Imbrigiotta T.E., Chapelle F.H. & Goode D.J. (2009) - Flowpath Independent Monitoring of Reductive Dechlorination 

Potential in a Fractured Rock Aquifer. Groundw Monit Remediat, 29: 46-55.
Burnell D.K., Mercer J.W. & Faust C.R. (2014) - Stochastic modeling analysis of sequential first-order degradation reactions and non-Fickian transport in 

steady state plumes. Water Resour. Res., 50: 1260-1287.
Butler E.C. & Hayes K.F. (1999) - Kinetics of the Transformation of Trichloroethylene and Tetrachloroethylene by Iron Sulfide. Environ. Sci. Technol. 33 

2021–2027.
Capursi S.R. (2011) - Adsorbimento di OCS su terra rossa e roccia calcarea. Dottorato di ricerca in ingegneria chimica per la tutela degli ecosistemi. Politecnico 

di Bari, Facoltà di ingegneria, Dipartimento delle acque e di chimica.
Cardenas M.B., Slottke D.T., Ketcham R.A. & Sharp Jr. J.M. (2007) - Navier-Stokes flow and transport simulations using real fractures shows heavy tailing 

due to eddies. Geophys. Res. Lett., 34: L14404.
Cheng J.M. & Chen C.X. (2005) - An integrated linear/non-linear flow model for the conduit-fissure-pore media in the karst triple void aquifer system. 

Environ., Geol., 47: 163-174.
Cherubini C. & Pastore N. (2010) – Modeling contaminant propagation in fractured and karstic Aquifer. Fresenius Environ. Bull., 19: 1788-1794.
Cherubini C., Giasi C. I. & Pastore N (2013a) - Fluid flow modeling of a coastal fractured karstic aquifer by means of a lumped parameter approach. Environ.  

Earth Sci., 70: 2055–2060.
Cherubini C., Giasi C. I. & Pastore N. (2013b) - Evidence of non-Darcy flow and non-Fickian transport in fractured media at laboratory scale. Hydrol. Earth 

Syst. Sci., 17: 2599–2611.
Cherubini C., Giasi C.I. & Pastore N. (2014) - On the reliability of analytical models to predict solute transport in a fracture network. Hydrol. Earth Syst. 

Sci., 18: 2359–2374.
Cherubini C., Pastore N., Rapti D. & Giasi C.I. (2018) -Numerical modeling of flow and transport in the Bari industrial area by means of rough walled 

parallel plate and random walk models. Hydrol. Earth Syst. Sci., 22: 5211–5225.
Cunningham J. A. & Mendoza-Sanchez I. (2006) - Equivalence of two models for biodegradation during contaminant transport in groundwater. Water 

and Ferrous iron reduction. Furthermore, the presence of magnetite 
and pyrite in the thin fracture coating (terra rossa) may have played a 
role in abiotic degradation of the CEs.

The main uncertainty in estimating the biodegradation rates and 
predicting the fate of CEs at the site is represented by the mass of non-
aqueous phase liquid (NAPL) and its composition.

A spill of several CEs at source could have occurred, together 
with the possible geochemical and biological processes influencing 
the CEs in the NAPL, as demonstrated by the thermal anomalies at 
the hot-spot area. Furthermore, NAPL release could have occurred 
at different times and in different modalities, thus the hypothesis of 
continuous source could be restrictive.

Given the obtained scenario of dechlorination, the use of monitored 
natural attenuation as a cleanup strategy is not recommended for the 
study area, as it will not lead to the complete degradation of the CEs 
and there will be persistence of the contaminant plume in the aquifer. 
The 43% of the total particles associated to CEs lies in the stagnant 
zone.

A possible alternative to monitored natural attenuation could be 
the implementation of enhanced natural attenuation together with 
reduction in size of the hot-spot area at the source.

a local anisotropy of the fractured media with the SES – NNW main 
direction perpendicular to the anticline axis.

The simulated results disclose the persistence of CEs in the 
aquifer: the 43% of total particles associated to the CEs present in 
the domain under quasi steady state conditions resulted in a stagnant 
zone, and 26 % of the particles are associated to PCE. The change of 
flow filed due to pumping wells can be favors the non – equilibrium 
condition between mobile and stagnant zones changing the behaviour 
of the contaminant propagation linked to the clean up time of the 
aquifer.

CONCLUSIONS
The present study is aimed at analyzing the scenario of 

groundwater contamination by CEs of the industrial area of Bari 
(Italy) in a fractured, karstic limestone aquifer. Starting from previous 
studies, the reliability of groundwater flow and transport models has 
been improved by analyzing literature data concerning experimental 
breakthrough curves derived by point-dilution and forced-gradient 
tests conducted in the study area.

The first-order decay rates found are consistent with the mildly 
reducing conditions detected in the study area, as the result of nitrate 



171Italian Journal of Engineering Geology and Environment, 1 (2021) © Sapienza Università Editrice www.ijege.uniroma1.it    

ANALYSYS OF CHLORINATED ETHENES BEHAVIOUR IN FRACTURED AND KARSTIC LIMESTONE

Resour. Res., 42: W02416.
Dell’anna L., Fiore S. & Laviano R. (1985) - The mineralogical, chemical and grain-size features of some clay deposits from Terra d’Otranto ( Puglia, 

southern Italy). Geol. Appl. e Idrogeol., 20: 111-123
Dou Z., Chen Z., Zhou Z., Wang J. & Huang Y. (2018) - Influence of eddies on conservative solute transport through a 2D single self-affine fracture. Int J 

Heat. Mass. Transf., 121: 597–606.
Engdahl N.B., Benson D.A. & Bolster D. (2017) - Lagrangian simulation of mixing and reactions in complex geochemical systems. Water Resour Res., 53: 

3513-3522.
Grassi D., Sdao F. & Tadolini T. (1986) - Idrogeologia dell’area posta a cavallo della Murgia e del Tavoliere di Puglia. Geol. Appl. e Idro. XXI: 85 98.
Guan J., Molz F.J., Zhou Q., Liu H.H. & Zheng C. (2008) - Behavior of the mass transfer coefficient during the MADE-2 experiment: New insights. Water 

Resour. Res., 44: W0423.
He Y. T., Wilson J. T., Su C. & Wilkin R. T. (2015) - Review of Abiotic Degradation of Chlorinated Solvents by Reactive Iron Minerals in Aquifers. Groundw. 

Monit. Remediat., 35: 57 75.
Henri C.V. & Fernàndez-Garcia D. (2014) - Toward efficiency in heterogeneous multispecies reactive transport modeling: A particle-tracking solution for 

first-order network reactions. Water Resour. Res., 50: 7206-7230.
Henri C.V. & Fernàndez-Garcia D. (2015) - A random walk solution for modeling solute transport with network reactions and multi-rate mass transfer in 

heterogeneous systems: Impact of biofilms. Adv. Water. Resour., 86 119–132.
Lee S.H., Yeo I.W., Lee K.-K. & Detwiler R. L. (2015) - Tail shortening with developing eddies in a rough-walled rock fracture. Geophys Res Lett, 42: 6340-

6347.
Lee S.H., Yeo I.W., Lee K.-K. & Lee W.S. (2017) - The role of eddies in solute transport and recovery in rock fractures: Implication for groundwater 

remediation. Hydrol. Process., 31: 3580–3587.
Lee W.S. & Batchelor B. (2002) - Abiotic Reductive Dechlorination of Chlorinated Ethylenes by Iron-Bearing Soil Minerals. 1. Pyrite and Magnetite. Environ. 

Sci. Technol., 36: 5147-5154.
Lenczewski M., Jardine P., Mckay L. & Layton A. (2003) - Natural attenuation of trichloroethylene in fractured shale bedrock. J. Contam. Hydrol., 64: 

15-168.
Lima G., Parker B. & Meyer J. (2012) - Dechlorinating Microorganisms in a Sedimentary Rock Matrix Contaminated with a Mixture of VOCs. Environ. Sci.  

Technol., 46: 5756–5763..
Lu C., Bjerg P. L., Zhang F. & Broholm M. M. (2011) - Sorption of chlorinated solvents and degradation products on natural clayey tills. Chemosphere, 83: 

1467–1474. 
Maggiore M. (1993) - Aspetti idrogeologici degli acquiferi pugliesi in relazione alla ricarica artificiale. Quad. IRSA, 94: 6.1-6.32, Roma.
Manoli G., Chambon J. C., Bjerg P. L., Scheultz C., Binning P. J. & Broholm M. M. (2012) - A remediation performance model for enhanced metabolic 

reductive dechlorination of chloroethenes in fractured clay till. J. Contam. Hydrol., 131: 64–78.
Masciopinto C., Liso I.S., Caputo M.C. & De Carlo L. (2017) - An integrated approach based on numerical modelling and geophysical survey to map 

groundwater salinity in fractured coastal aquifers. Water (Switzerland), 9: 875.
Masciopinto C. & Palmiotta D. (2013) - Flow and Transport in Fractured Aquifers: New Conceptual Models Based on Field Measurements. Transp. Porous 

Media, 96: 117–133.
Masciopinto C. & Palmiotta D. (2016) - A new method to infer advancement of saline front in coastal groundwater systems by 3D: The case of Bari (Southern 

Italy) fractured aquifer. Computation 4: Doi: 10.3390/computation4010009.
Masciopinto C., Volpe A., Palmiotta D. & Cherubini C. (2010) - A combined PHREEQC-2/parallel fracture model for the simulation of laminar/non-

laminar flow and contaminant transport with reactions. J. Contam. Hydrol., 117: 94-108.
McCormick M.L., Jung P.T., Koster V., Hayes K.F., Adriens P., Petrovski E. & Skubal K.L. (2002) - Assessing biotic and abiotic contributions to chlorinated 

solvent transformations in iron reducing and sulphidogenic environments. In: Groundwater Quality: Natural and Enhanced Restoration of Groundwater 
Pollution. Proceedings of the Groundwater Quality 2001 conference, Sheffield, UK, June 2001.

Mutch R.D., Scott J.I. & Wilson D.J. (1993) - Cleanup of fractured rock aquifers: Implications of matrix diffusion. Environ. Monit. Assess., 24: 45 70..
Novakowski K.S., Canada CE & CANADA NWRI (1999) - The development of a conceptual model for contaminant transport in the dolostone underlying 

Smithville. Ontario, National Water Research Institute.
Pastore, N., Cherubini, C., Giasi, C.I. & Rapti D., (2020) - Numerical model of the behavior of chlorinated ethenes in a fractured, karstic limestone aquifer. 

Hydrogeol. J. Doi: 10.1007/s10040-020-02248-1.
Qian J.Z., Chen Z., Zhan H.B. & Luo S.H. (2011) - Solute transport in a filled single fracture under non-Darcian flow. Int J Rock Mech Min Sci, 48: 132–140.
Salamon P. & Fernàndez-Garcia D. & Gómez-Hernández J.J. (2006) - Modeling mass transfer processes using random walk particle tracking. Water Resour 

Res, 42: 1–14.



Italian Journal of Engineering Geology and Environment, 1 (2021) © Sapienza Università Editrice www.ijege.uniroma1.it    172

N. PASTORE & C. I. gIASI

Semprini L., Roberts P.V., Hopkins G.D. & McCarty P.L. (1990) - A Field Evaluation of In-Situ Biodegradation of Chlorinated Ethenes: Part 2, Results of 
Biostimulation and Biotransformation Experiments. Groundwater, 28: 715–727.

Şimşir B., Yan J., Im J., Graves D. & Löffler F.E. (2017) - Natural Attenuation in Streambed Sediment Receiving Chlorinated Solvents from Underlying 
Fracture Networks. Environ Sci Technol, 51: 4821–4830.

Sole-Mari G., Fernàndez-Garcia D., Rodríguez-Escales P. & Sanchez-Vila X. (2017) - A KDE-Based Random Walk Method for Modeling Reactive 
Transport With Complex Kinetics in Porous Media. Water Resour Res, 53: 9019–9039.

Tiedeman C.R., Shapiro A.M., Hsieh P.A., Imbrigiotta T.E., Goode D.J., Lacombe P.J,. Deflaun M.F., Drew S.R., Johnson C.D., Williams J.H. & Curtis 
G.P. (2018) - Bioremediation in Fractured Rock: 1. Modeling to Inform Design, Monitoring, and Expectations. Groundwater, 56: 300–316.

Tsang Y.W. & Tsang C.F. (1987) - Channel model of flow through fractured media. Water Resour. Res., 23, 467 479.
Verce M.F., Madrid V.M., Gregory S.D., Demir Z., Singleton M.J., Salazar E.P., Jackson P.J., Halden U.R. & Verce A. (2015) - A Long-Term Field 

Study of In Situ Bioremediation in a Fractured Conglomerate Trichloroethene Source Zone. Bioremediat J, 19: 18–31.
Vingiani S., Di Iorio E., Colombo C. & Terribile F. (2018) - Integrated study of Red Mediterranean soils from Southern Italy. Catena, 168: 129–140. 
Wilson J.T., Kampbell D.H. & Weaverj.W. (1996) - Environmental chemistry and the kinetics of biotransformation of chlorinated organic compounds in 

ground water. In: U.S. Environmental Protection Agency, Symposium in natural attenuation of chlorinated organics in ground waters, September 11-13, 
1996: Dallas, Tx, EPA/540/R-96/509.

Yager R.M. (2002) - Simulated transport and biodegradation of chlorinated ethenes in a fractured dolomite aquifer near Niagara Falls, New York. Reston, VA
Zhou Q., Liu H.-H., Bodvarsson G.S. & Molz F.J. (2006) - Evidence of Multi-Process Matrix Diffusion in a Single Fracture from a Field Tracer Test. Transp. 

Porous Media, 63: 473–487.
Zimmerman R.W. & Bodvarsson G.S. (1996) - Hydraulic conductivity of rock fractures. Transp Porous Media, 23: 1–30.

Received March 2021 - Accepted May 2021


