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Abstract: Source-pathway-receptor analyses involving solute migration pathways through soil and
shallow groundwater are typically undertaken to assess how people and the environment could come
into contact with chemicals associated with coal seam gas operations. For the potential short-term
and long-term release of coal seam gas fluids from storage ponds, solute concentration and dilution
factors have been calculated using a water flow and solute transport modelling framework for an
unsaturated zone-shallow groundwater system. Uncertainty about dilution factors was quantified
for a range of system parameters: (i) leakage rates from storage ponds combined with recharge
rates, (ii) a broad combination of soil and groundwater properties, and (iii) a series of increasing
travel distances through soil and groundwater. Calculated dilution factors in the soil increased from
sand to loam soil and increased with an increasing recharge rate, while dilution decreased for a
decreasing leak rate and leak duration. In groundwater, dilution factors increase with increasing
aquifer hydraulic conductivity and riverbed conductance. For a hypothetical leak duration of three
years, the combined soil and groundwater dilution factors are larger than 6980 for more than 99.97%
of bores that are likely to be farther than 100 m from the source. Dilution factors were more sensitive
to uncertainty in leak rates than recharge rates. Based on this dilution factor, a comparison of
groundwater predicted environmental concentrations and predicted no-effect concentrations for a
subset of hydraulic fracturing chemicals used in Australia revealed that for all but two of the evaluated
chemicals the estimated groundwater concentration (for a hypothetical water bore at 100 m from the
solute source) is smaller than the no-effect concentration for the protection of aquatic ecosystems.

Keywords: coal seam gas; hydraulic fracturing; source-pathway-receptor modelling; solute transport;
soil and groundwater pathways; dilution factors

1. Introduction

In June 2012 the Australian Government commissioned the National Assessment of Chemicals
Associated with Coal Seam Gas Extraction in Australia (henceforth referred to as the Assessment).
The Assessment was undertaken in recognition of increased scientific and community interest in
understanding the risks of chemical use in this industry. The Assessment aimed to develop an improved
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understanding of the occupational, public health and environmental risks associated with chemicals
used in drilling and hydraulic fracturing for coal seam gas (CSG) in an Australian context [1].

The Assessment investigated and characterized the risks to human health and the environment from
surface handling of chemicals used in CSG extraction during the period 2010 to 2012. This included
the transport, storage and mixing of chemicals, and the storage and handling of water pumped out
of CSG wells (flowback and produced water) that contain chemicals originating from coal seam
formations [2-6] and chemical residues from the hydraulic fracturing operation [7-13]. The risks of
chemical use are likely to be greatest during surface handling because prior to mixing and injection,
the chemicals are present in undiluted form [14-24]. The risks associated with injection of hydraulic
fracturing fluids in deep underground coal seams, shale or tight gas formations have been shown to be
very small, mainly because of geological factors that control vertical hydraulic fracture growth out of
the gas formations and proper design and monitoring of the hydraulic fracturing process [25-27].

Reviews in the US and Europe have shown that the greatest risks associated with unconventional
gas exploitation are associated with the accidental release or spill of hydraulic fracturing fluids
associated with surface operations, resulting in contamination of soil, shallow groundwater, and surface
water [12,23,28]. We define “shallow groundwater” as groundwater that occurs in shallow, mainly
alluvial aquifers and weathered hard rock aquifers adjacent to the alluvial aquifers, bounded by a water
table above and by deeper aquifer or aquitard systems below. Mallants et al. [27] reported that between
the years 2009 and 2013, the majority of compliance-related incidents from coal seam gas extraction
in Australia were spills involving the accidental release of coal seam gas water (i.e., flowback and/or
produced water). Most incidents occurred during the pre-operational phase and the de-pressurization
phase, during which gas is extracted while the co-produced water requires proper management such
as treatment in a desalination facility using reverse osmosis. The incidents had a probability of less
than one per cent for each phase, which is exceptionally unlikely based on the calibrated uncertainty
language [29]. Moreover, environmental consequences were reported to be minor [30].

The objectives of this paper are to document the development and application of a numerical
modelling framework for predicting, in soil and groundwater, environmental concentrations of
individual chemicals associated with spills from surface handling of chemicals used in coal seam
gas extraction in Australia. To this end, the source-pathway-receptor modelling concept is adopted
where the source is a contaminant source at the soil surface, the pathway is the contaminant migration
route through soil and groundwater, while the receptor is a groundwater bore, a river, or wetland.
Numerical models of chemical migration through soil and shallow groundwater are developed to
predict environmental concentrations and dilution factors in a case study area being proposed for coal
seam gas production. The research objectives are to quantify the effect of key factors of uncertainty
(parameters and external driving forces) such as soil type, depth to groundwater table, water holding
pond leak rate, groundwater recharge rate, and hydrogeological parameters on chemical dilution.
From such an uncertainty analysis, the most influential parameters can then be identified, which should
be measured with the greatest care once site-specific assessments are required. Calculated dilution
factors are then used to determine under which condition concentrations of hydraulic fracturing
chemical will decrease to levels that are no longer considered harmful to the environment. This study
is a typical impact assessment study where hypothetical, but not implausible, scenarios are evaluated
using real, site-specific information. If site-specific data is not available, realistic proxy data are used
instead. However, the transferability of the results depends on how representative the case study data
is relative to other sites. For that reason, the key factors of variability have been varied such that a
range or results are obtained to increase the transferability to other areas.

Although the methodology has been developed and applied here to assess potential risks from
unconventional gas developments, it is a generic approach that can equally be applied to assess the
migration risks associated with per- and polyfluoroalkyl substances (PFAS), agro-chemicals, and heavy
metal pollution, to name only a few.
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Despite the short reporting period of chemical use by the Australian CSG industry (2010-2012),
the data from an industry survey [31] provides a good cross-section of the type of chemicals used for
hydraulic fracturing. Results of this work are part of a broader assessment about ‘modelling how people
and the environment could come into contact with chemicals during coal seam gas extraction’ [1,32].

2. Materials and Methods

2.1. Leakage Pathways

A summary of potential leakage pathways associated with surface handling of drilling and
hydraulic fracturing chemicals is available from [27]. They derived an inventory of potential scenarios
of incidents involving fluid releases to soil and groundwater that is required to assess contamination risks
from such surface handling activities (the assessment itself is the subject of this study). For each scenario
a contamination source, migration pathway and receptor had been defined for the different phases of a
typical coal seam gas project. Most reported incidents had occurred in the pre-operational phase when
the well pad is prepared, including drilling and completing the well (incident probability of 0.73%)
and the depressurization or gas production phase when gas is extracted and generally large volumes
of produced water are transported in dedicated pipes to storage ponds and custom plants and/or
treatment facilities (incident probability of 0.46%). A probability of less than one per cent is referred to
as exceptionally unlikely using a calibrated uncertainty language [29]. Although the likelihood for
incidents is slightly larger during the pre-operational phase compared to the depressurization phase,
the focus in this study is on incidents from the latter phase (i.e., gas production phase). This is because
the volume of (unlikely) fluid spills during the pre-operation phase is relatively small, easy to contain
and would not normally infiltrate to great depths that would make remediation difficult.

For the gas production phase, [27] summarized multiple potential sources of chemical
contamination with surface spills and leaks and multiple potential pathways and receptors for
the contaminant transport of fluids associated with surface-based hydraulic fracturing operations at
the CSG site (Figure 1). We report here only on the coupled soil-groundwater pathway (Pathway 10 in
Figure 1) for a leaking storage pond at the land surface (Source 3 in Figure 1).

Source 3 considers infiltration from fluid holding ponds or waste disposal ponds, pond wall
collapse, and hazardous events including flooding. A similar chemical migration pathway exists if
pipes transporting produced water leaked (Source 4 in Figure 1). Even when appropriately designed
and installed, lined ponds are known to cause small leaks over time [33-36]. Moreover, when highly
saline fluids are stored, the permeability of clay lined ponds will increase [37,38]. Additionally, it has
been shown that organic compounds—even when dissolved in aqueous solutions—permeate much
faster through geomembranes than water [35].

Lining systems can vary considerably in complexity. The simplest lining systems consist of a
compacted clay liner (CCL), a geosynthetic clay liner (GCL), or a geomembrane (GM) liner overlain by
a granular drainage collection layer. A more sophisticated and effective lining system incorporates a
composite liner comprised of a GM placed directly on top of a clay liner (or other type of soil liner).
The most effective design considers a double composite liner with a leak detector and/or leachate
collection system. The advantage of GCLs over traditional clay liners is that they are easy to install,
have a low hydraulic conductivity and they have the ability to self-repair holes upon contact with
leachate water, caused by the swelling and self-healing bentonite. Current engineering practices for
lining landfills and storage ponds consider double liner systems which incorporate leakage collection
systems. While generally low, leakage (the combination of advective and diffusive migration of
chemicals) from a composite liner (GM combined with either a CCL or a GCL) cannot be avoided
and is mainly due to the fact that a GM installed as part of liner system will generally have some
holes [36,39,40].
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Figure 1. Possible contaminant sources at the coal seam gas site (1 to 5), migration pathways in shallow
(10) and deep (6 to 8) groundwater, and via surface runoff (9) during the depressurization phase.
Source: [27].

Leakage rates compiled from waste containment systems range from 5 x 1073 m/s (0.016 mm/year)
to 5 x 10~ m/s (158 mm/year) depending on the type of liner [41]. Any selection of a leak rate for solute
transport calculations should represent normal operations of the storage pond, i.e., a performance
that is at least as good as the design specifications and possibly better. The selected leak rate has to
account for additional factors, including the variation in liner designs across the Australian landscape,
the uncertainty about the leak rate for a specific liner design, and the advances in installation quality
and construction quality assurance practices, yielding better performing liners. Therefore, a range of
leak rates is considered rather than a single “best estimate” leak rate. Three leak rates are selected here
for solute transport calculations: 0.35, 3.5, and 35 mm/year. The range 0.35 to 35 mm/year corresponds
approximately with the range of leakage rates compiled for an extensive dataset of landfill liner
systems [42]. The 0.35 mm/year (~10~'' m/s) could be considered a reference value for designs that
include a GM/GCL composite liner. The 35 mm/year (~10~% m/s) is considered typical for a design
with a single GM liner, or a compacted clay liner if sufficiently thick.

These three classes of leakage rates assume a single liner system (i.e., a single composite liner);
in case of a double liner system, the leak rates can be expected to be even lower. In addition, it is
further important to note that the three classes of leak rates selected here represent a very slow, diffuse,
but long-term leakage rate across the entire pond under normal operation. This is different from
considering an accidental leak, in which case much higher fluid rates exist. From a preliminary
assessment of a real breach in a pond liner presented in [43], it is demonstrated that much higher leak
rates exist than the 107! m/s considered here. However, such high leak rates usually occur only over



Water 2020, 12, 941 50f 31

a limited surface area of the pond and the loss of considerable volumes of water generally leads to
timely detection and subsequent remediation.

Pathway 10 considers subsurface flow from surface sources into the unsaturated soil/rock,
potentially leaching into groundwater and further migration to water supply bores, recharge springs
and groundwater-fed wetlands, and rivers. The other surface-based sources (including incidental spills)
were found to be contained within the unsaturated zone [43]. For modelling subsurface contaminant
sources involving drilling and/or hydraulic fracturing fluids, alternative modelling approaches have
been developed [44].

2.2. Soil-Groundwater Pathway Coupling

Although conceptually, the soil and groundwater pathway are coupled, in the calculations they
will be uncoupled, i.e., into a separate soil pathway calculation and a groundwater pathway calculation.
The combined effect of both pathways on solute dilution will be obtained by combining the dilution
calculated for the separate pathways (Figure 2). This is done as follows: first the dilution factor is
calculated at the soil/groundwater interface, then the dilution factor in groundwater is calculated
separately. The soil and groundwater pathway will be discussed in detail in Sections 2.3 and 2.4,
respectively. The two dilution factors are then combined to give the overall dilution (see Section 2.5).
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provides a set of computational endpoints. For derivation of dilution factors for unsaturated and
saturated zone, see the main text [45].
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2.3. Soil Pathway

2.3.1. Soil Hydraulic Model

Simulation of variably-saturated flow in soil requires a mathematical relationship between (i) the
soil water content (6) and the soil pressure head (h), i.e., the soil water retention curve 0 (h), and (ii)
either the water content or the pressure head and the unsaturated hydraulic conductivity K(6) and K(h),
respectively. We applied the analytical model of van Genuchten to describe the soil water retention
curve, 0 (h) [46], since it permits a relatively good description of 6 (h) for many soils using only a
limited number of parameters. The van Genuchten soil moisture retention characteristic is defined as:

(65 - 0r)

0(h) =6, + W

)

where 6; is the residual water content (cm3/cm?), 6; is the saturated water content (cm®/cm3), and «
(1/cm), n (dimensionless), and m = 1 — 1/n (dimensionless) are the retention curve shape parameters.
The van Genuchten 6 () equation has the additional advantage that when coupled with the unsaturated
hydraulic conductivity K(h) model of [46], it produces the following closed-form expression:

K(h) = Kssg[1 - (1 _sp )m]z )

where K; is the saturated hydraulic conductivity (cm/day), Se = (6 — 0;)/(0s — 0) is the effective
saturation (dimensionless), and #n and m are as defined previously. The pore-connectivity parameter (/)
was estimated by [47] to be about 0.5 as an average for many soils. In this study, we use Equation (2)
with the | parameter fixed at 0.5.

2.3.2. Solute Transport Model

Migration of chemicals in soil is primarily by advection (transport as a result of flowing water)
and hydrodynamic dispersion (transport as a result of mechanical dispersion and molecular diffusion)
(ignoring gaseous transport) [48]. Simulations for the transport of contaminants during steady-state
or transient water flow were undertaken with the one-dimensional HYDRUS-1D simulator [49,50].
The use of a one-dimensional model is justified because leaching processes over short or longer
depths are typically one-dimensional in flat areas where lateral subsurface flows are negligible.
A two-dimensional approach may be more appropriate when soil layers with a sloping interface are
present, which may exist on hillslopes [51]. However, given the very flat topography of the study
region, lateral flows are not expected.

Solute advection is determined by the pore-water velocity v, which is defined by the soil water
flux g and the soil water content 6, i.e., v = g/6. For transport of inert, non-adsorbing contaminants
during transient water flow the advection-dispersion equation is as follows [49]:

d0c d d*c\ dqe
o z(e ﬁ) "oz ®)

where c is the solute concentration in the water phase (mg/L), t is time (d), D is the hydrodynamic
dispersion (m?/day), z is the soil depth (m), g is the soil water flux (m/d), and 6 is the soil water content
(cm®/cm3). Hydrodynamic dispersion is the sum of molecular diffusion (very small relative to advection)
and mechanical dispersion (governed by the longitudinal dispersivity Aj, (m)). The approach adopted
here for solute transport through unsaturated soil assumes an asymptotic longitudinal dispersivity Ar,
is reached after a transport distance of 5 m with a corresponding dispersivity Ay = 0.1 m. This is based
on the review of dispersivities for soils, where for field tracer tests the 75th percentile of dispersivity
values was 0.1 m for both coarse and fine textured soil [52]. We choose this dispersivity value from field
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tests that excluded ponding conditions and with flow velocities less than 10 cm/day. These conditions
are the most representative of our study, where the reference water flux for recharge is 20 mm/year
(or 0.0055 cm/day) and the reference leak rate is 0.35 mm/year (0.000096 cm/day). For our long-term
simulations, the dispersivity is kept constant during the simulations as the long-term water profile is at
steady-state, except for a short period when the recharge rate from the warming-up period changes
to the leak rate and then back to long-term recharge. For transport distances from 0 to 5 m, a linear
increase in dispersivity has been assumed here (i.e., atx =1 m, A; =0.02m; at x =2 m, Ay =0.04 m;
atx=3m, A =0.06 m; atx =4m, Ap =0.08 m; and at x =5 m, Ay = 0.1 m). For transport distances
from 5 to 30 m a constant value of A;, = 0.1 m is adopted. Such low values better reflect the observed
dispersivities for steady-state unsaturated flow in soil [52].

The only physical transport processes accounted for in the current assessment are advection
and hydrodynamic dispersion. Together with the dilution or the mixing of dissolved chemicals
with uncontaminated soil water, these are thus the only attenuation processes that result in reducing
the contaminant concentration while vertically migrating through the unsaturated zone. In other
words, our conservative transport calculations do not account for chemical interactions between
contaminants and the solid phases (e.g., clay minerals, organic matter, metal oxides, and hydroxides)
and further ignore biogeochemical transformations [53] that would otherwise further reduce solute
concentrations [4].

An important parameter determining solute transport calculations through soil is recharge: the
fraction of infiltration water that reaches the water table [48]. In other words, the rate of percolation
water arriving at the groundwater table. This value was used as an upper boundary condition for
the solute transport modelling, and was assumed constant throughout the soil profile. The current
approach simplifies typical water balance calculations by imposing previously determined groundwater
recharge rates on the solute transport model (i.e., g = recharge rate in Equation (3)). Recharge was thus
not calculated here by applying mass balance principles but instead was taken from previous studies
(for details, see below and [43]); given the uncertainty about this parameter, uncertainty bounds were
imposed on recharge in this study. Furthermore, different soil materials (fine textured, coarse textured,
and their mixtures) will result in different hydraulic conductivity and water content profiles in the
unsaturated zone for any given recharge rate (see e.g., [46]). For the same water flux at the soil surface,
such differences in water content will also result in different solute transport velocities. To account for
this effect on solute dilution, different soil hydraulic properties were implemented (see further).

This approach is a simplification of the true infiltration process, where under dry conditions
the infiltrating water at the soil surface may fill up pore space, with water being subsequently lost
via evapotranspiration, while under near-saturated conditions all the infiltrating water may reach
the groundwater table. However, for long-term simulations such as ours, these short-term transient
processes average out and can be replaced by a steady-state flux. Note that the model still has a
transient period when the water flux changes from a given leak rate (reference value of 0.35 mm/year)
to a given recharge rate (reference value of 20 mmy/year), after the water holding pond has been
dismantled and natural recharge takes over.

Average groundwater rainfall recharge in the case study area (Namoi catchment, New South
Wales) was found to range from 5 to 70 mm/year [54-56]. Because our study area falls within the areas
of reported recharge values, and has similar soil coverage and hydrogeology, the reported values were
considered representative. Based on these literature values, a best estimate of 20 mm/year recharge
for the study area was selected. To account for variability in the recharge values, model simulations
consider three values: a best estimate (BE) of 20 mm/year, a minimum value of 5 mm/year (BE/4), and a
maximum of 80 mmy/year (BE X 4). The minimum and maximum were considered suitable to capture
the range of reported recharge values.

These recharge values were obtained through numerical modelling using different models with
different spatial and temporal domains. For the Upper Namoi Groundwater Model (2500 km?),
recharge was model-calibrated for the period 1985-2002 [54]. For the Liverpool Plains, the catchment
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model SWAT (437 km?) was used to calculate long-term average recharge for the period 1957-2000 [55].
Diffuse recharge for Lake Goran (1550 km?) was derived from various modelling studies [56].

Dominant soil groups within the case study area of the Namoi alluvium are grey, brown, and
red clays and black earths, commonly known as Vertosols (Table S1). Despite their high clay content
(at least 35% field-based clay content for the Vertosols), the grey, brown, and red clays have a relatively
high infiltration capacity as a result of cracking clay throughout the soil profile [57]. However,
such preferential flow features are typically of short duration as the cracks close upon wetting
which reduces considerably soil infiltration capacity. Furthermore, the effect of cracks would be
most noticeable under conditions of surface irrigation (furrow), but much less so for natural rainfall
conditions when surface saturation is less common. Soils with a predominantly sandy texture include
lithosols, non-calcic brown soils, and earthy sands. While any of the Great Soil Groups is highly
variable in terms of texture class, such textural information was not provided with the available
digital soil map. We have therefore taken two contrasting texture classes (i.e., sand and loam) that
were assumed to provide a realistic though simplified representation of the natural variation in water
contents, hydraulic conductivity, and hence solute velocities for the defined recharge rates. Based on
the distribution of soil groups in Table S1, a loam textured soil would be representative for most of
the mapped soils (92% based on Vertosols and Chromosols Orders), whereas a sand textured would
represent only a small fraction of the soils (8% based on Sodosols and Other Orders). The results
obtained with the loam soil are therefore considered as a reference, recognizing however, that the
unsaturated sediments underlying the soil may have a different texture and structure and thus different
hydraulic properties.

Because soil hydraulic properties for each of the different soil groups were not available at the time
of the assessment, the soil hydraulic properties for the analytical functions of van Genuchten-Mualem
(Equations (1) and (2)) associated with the loam and sand soil were taken from [58]. The loam and sand
textures considered by [58] represent two out of the 12 textural classes of the United States Department
of Agriculture (USDA) soil textural triangle [59]. A similar data base with soil hydraulic properties is
not available for Australian soils. For the purpose of calculating a broad range of unsaturated zone
flow conditions, the use of the Carsel and Parrish hydraulic properties was deemed justified. As can be
seen from the unsaturated hydraulic conductivity and soil water retention characteristics in Figure 3,
the sand and loam soils represent a fairly broad range of hydraulic conditions in unsaturated soil for
the selected range of recharge rates (at the groundwater table).

The grey-shaded area in Figure 3 represents the variation in soil water content conditioned by the
range in water fluxes (i.e., recharge rates), and thus is a measure of the variation in solute velocity,
which has been considered in the solute transport calculations. The imposed variation in water fluxes
at the soil surface (i.e., from 5 to 80 mmy/year) results in a larger range of steady-state soil water
contents for the loam (i.e., from 0.175 to 0.23 cm3/cm?3) than for the sand textural class (i.e., from 0.059
to 0.074 cm3/cm?). For the relevant water fluxes (i.e., recharge rates) considered in this study (from
5 to 80 mm/year), the clay textural class would result in the highest steady-state water content of
approximately 0.35 cm®/cm3. Because solute velocity is inversely related to soil water content (v = g/0),
solute leaching will be slowest in clay and fastest in sand. In other words, a study that considers sand,
loam, and clay would have the earliest arrival of the solute plume at the groundwater table for the
sand and the latest arrival for the clay soil. The loam would provide an intermediate arrival time.
In the current assessment, only the soil textures providing the two earliest arrival times are considered,
i.e., sand and loam. This way, high-end estimates of solute behavior—in terms of arrival time—have
been derived. Given that loam type soils represent 92% of the study area, only the results for loam are
reported here. The results for sand soil are available from [43].
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Figure 3. Example of hydraulic conductivity curves (A) and soil water retention curves (B) for the sand,
loam, and clay soil textural classes. Source: based on soil hydraulic parameters from [58].
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2.3.3. Accounting for Variations in Depth to Groundwater

Depth to groundwater plays an important role in determining the contaminant concentration at
the soil-groundwater interface, with greater depths providing more opportunity for attenuation by
dilution, dispersion, and biogeochemical processes [4]. Depth to groundwater describes the distance
from the land surface down through the unsaturated zone to the average water table depth and was
used to define the domain geometry in HYDRUS-1D (vertical length or depth). This depth is mildly
variable in our case study area, as is evident from the water table map for the Narrabri Alluvial aquifer
(see Figure S1 and [60]). The depth to shallow groundwater was determined from groundwater level
measurements available in the National Groundwater Information System (NGIS) database (Bureau of
Meteorology); depths vary from 1.7 to 24 m for the sub-regional (or local) groundwater model domain
(Figure S1). The average depth to the shallow water table for the entire sub-regional model domain
is 21.3 m, based on a model domain of 108 km? with grid cells of 1 x 1 km?2. This study assumes a
long-term average groundwater level without any increase or decrease in groundwater level due to
external factors (such as seasonal climate, climate change, coal seam gas extraction, mining, agricultural
extraction, etc.).

Spatial distributions of depth to groundwater for both the site groundwater model (which covers
a surface area of 24 km?) and sub-regional groundwater model (108 km?) are provided in Tables S2
and S3, respectively. Based on the site model, most soils in the Namoi Alluvium have depths to
groundwater in the range 0 to 5 m (Figure S1 and Table S2). For the sub-regional model, most soils
have a relatively shallow water table with approximately 66% of the area in the 0 to 5 m depth range.
For approximately 20% of the area, depth to groundwater is up to 30 m and more (Table S3).

Although unsaturated zones with depths to groundwater beyond 10 m do not seem to occur in
the relatively small site groundwater flow model domain (Figure S1, Table S2), depth to groundwater
was extended in the soil model domain up to 30 m to also account for deeper soils determined from
the larger sub-regional model (Table S3). In other words, the soil model domain depth varies to
match the varying depth to groundwater across the larger study domain. Due to the lack of deep
unsaturated zone soil data, a homogenous soil domain was assumed for all simulations. However,
if site-specific calculations are carried out, it is recommended to collect stratigraphic information for
the entire unsaturated zone for more detailed calculations.

The one-dimensional (1D) soil domain was discretized in a large number of numerical layers
with layer thickness, Az, depending on the soil depth: Az = 0.01 m for soil depths of 1 and 2 m (i.e.,
all numerical layers from the soil surface down to 2 m have a thickness of 0.01 m); Az = 0.015 m for soil
depths from 3 to 4 m; Az = 0.1 m for soil depths of 5 to 30 m. The numerical grid was implemented in
the finite element code HYDRUS-1D [49].

The study has been simplified by performing solute transport calculations for the depth range
0 to 30 m, independent of the location of the source. In this way a concentration—depth (or dilution
factor-depth) relationship can be established for further use. For existing coal seam gas sites, the relevant
depth of the unsaturated zone can be derived from the combination of the land surface topographic
level and groundwater level, followed by the derivation of the unsaturated zone dilution factor (DFy)
associated with that depth (subscript L refers to leakage). The DF}, can be linked to the groundwater
dilution factor (DFgyy) to calculate the solute concentration in a receiving water bore (Figure 2). It is
also possible to produce a simplified map displaying the spatial variation in groundwater dilution
factors. Such a map allows for a quick assessment of the dilution risk in different parts of the landscape,
and spatial variation in groundwater concentrations for specific chemicals in relation to the proximity
of receptors.

A further simplification of the domain geometry relates to the assumptions made about how
soil layers have been represented in the model. This simplification is commensurate with the generic
nature of this study, as the flow and solute transport simulations directly use groundwater recharge as
the key soil hydrologic parameter rather than using specific soil physical properties of each layer to
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calculate recharge. For site specific assessments, detailed information such as soil horizons and their
respective soil hydraulic properties for recharge estimation is recommended.

2.3.4. Boundary Conditions for Unsaturated Solute Transport

Boundary conditions for advective-dispersive solute transport accommodate the previously
defined solute source for a leaking water holding pond (Source 3 in Figure 1) with the following
hypothetical parameters: an area of 100,000 m?, leaking for 3 or 30 years [43]. Leakage calculations
assume three hypothetical leak rates: a reference value of 0.35 mmy/year, a 10 times higher value of
3.5 mmy/year, and a high-end value of 35 mm/year (see [60] and the discussion on its derivation).
These leak rates represent the leakage over the entire surface area of the pond under normal operation;
the leak rates are determined by the design criteria of the liner of the water holding pond (see
Section 2.1). A full discussion on all the other solute sources is available from [43]. A hypothetical
unit concentration value has been used for the purpose of deriving dilution factors, travel times,
fluxes, and concentrations. Since all transport processes are linear, a simple rescaling allows the results
obtained from a unit concentration to be rescaled for any other concentration [60].

The conceptual model further assumes (i) a period with a constant natural recharge prior to the
leak period and (ii) a period, following the ending of the leak, with the same natural recharge. The first
period (‘warming-up’ period of 100 years) allows the soil profile to achieve a steady-state water content
along the entire unsaturated zone profile. The period following the ending of the leak is continued
until the peak concentration is reached at the bottom of the unsaturated zone profile (up to 1400 years
for a 30-m-deep loam soil, see further).

2.4. Groundwater Pathway

2.4.1. Groundwater Flow Model

Our case study area was a subregion within the Namoi Catchment, which straddles the boundary
between the Gunnedah and Surat Sedimentary Basins (New South Wales). The three-dimensional
numerical groundwater model used for this study has previously been calibrated specifically for this
study area. We used the site-specific calibration as a starting point for developing more detailed
small-scale flow and transport models that were used to develop generalized predicted environmental
concentrations. The alluvial model components—the shallow aquifers along river channels—have
been rigorously tested [61,62].

The model used a relatively coarse spatial discretization of 1 x 1 km?, which means that many
of the small-scale (i.e., within-grid) heterogeneities in geological and hydrogeological properties
were not effectively captured. This means that, for instance, small-scale heterogeneity in hydraulic
conductivity (K) was not present in the groundwater flow model. While effects of such small-scale
heterogeneity in K on groundwater flow and solute transport have been amply demonstrated in the
literature [63-65], such effects were to some degree indirectly accounted for in this study through the
use of the dispersivity parameters. As the dispersivity parameter is predominantly the result of spatial
variations in pore-water velocity, variations which are driven by spatial variability in K, it determines
the degree of solute mixing in groundwater and is an effective parameter that captures the average
large-scale solute mixing process. This study used block-scale effective parameters to simulate solute
transport. As a result, the true field-scale heterogeneity was likely underestimated. However, the main
objective was to determine the maximum solute concentration, not early arrivals. The maximum
concentration was less affected by heterogenous flow field compared to early solute arrival. To capture
early solute arrivals, the hydraulic conductivity of the aquifer was varied over a reasonable parameter
range. In this way, early, mean, and late arrivals could be captured (see further).

Furthermore, the 1 X 1 km? grid cells of the 108 km? large sub-regional groundwater model
would not be able to represent contaminant sources, large concentration gradients, and receiving
environments at a sufficiently detailed spatial resolution; it would also not be suitable for solute
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transport calculations where small grid cells are a pre-requisite for reducing numerical dispersion and
oscillations. A finer discretization offers the additional advantages of enabling the user to accurately
delineate the contaminant source area and the target receiving environments, while minimizing
numerical dispersion and oscillations [66]. The local grid refinement technique [67] was used in
this study, with a site model being developed from the existing groundwater model (see Figure 4).
The refinement resulted in a 24 km? site model with 50 x 50 m? grid cells designed for solute
transport simulations.

S
SSCSOS
<> ’::’:’.
S et e e
25 T

Figure 4. Developing a detailed small-scale site groundwater model (grid cells are 50 x 50 m? each) for
solute transport simulation within a local (sub-regional) groundwater model (108 km? with grid cells
of 1 x 1 km? each) using the local grid refinement (LGR) method.

2.4.2. Solute Transport Modelling

For the purpose of solute transport simulations, the groundwater flow simulations carried out
with MODFLOW were used to provide the three-dimensional velocity fields to run the solute transport
model in MT3DMS [68]. A spatially uniform reference value for effective porosity (1¢) of 0.2 cm3/cm3
for all stratigraphic units was used to obtain pore-water velocities (v) from groundwater fluxes (g):
v = g/ne (note: as discussed above, in soils, ne was replaced by soil water 8). The three-dimensional
advection dispersion model assumed a longitudinal dispersivity Ay, of 5 m, and a horizontal (Atp) and
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vertical (Ary) transverse dispersivity of 0.5 and 0.05 m, respectively. The value of 5 m for longitudinal
dispersivity (Ar) was based on the literature review by Gelhar et al. [69] where for a transport distance
between 100-1000 m the average dispersivity is about 5 m. The transport distance 100-1000 m is
appropriate for this study where observation points range from 100 to 2000 m (see further). For the
horizontal (Aty) and vertical (Aty) transverse dispersivity, the value of A}, was divided by 10 and 100,
respectively, consistent with [70].

The solute transport model considered a chemical source in 40 cells, 50 x 50 m? each, or a total
source area of 100,000 m? (0.1 km? or 10 ha) (Figure 5). The source area is in the center of the model
and corresponds to the location of a hypothetical water holding pond with fluids leaking into the
subsurface at very slow rates; at the soil-groundwater interface, a solute flux with a unit concentration
of 1 mg/L and a reference water flux of 20 mm/year was assumed. The latter water flux corresponds to
the reference long-term average recharge rate and was used to produce a solute flux (solute flux =
water flux X solute concentration) from the soil into the groundwater. The recharge rate rather than
the leak rate was used to describe the solute flux into the groundwater because for the deeper soil
depths, the solute does not reach the soil-groundwater interface during the three-year leak period [43].
The solute reaches the interface as a result of infiltrating rainwater (i.e., recharge) pushing the solute
plume further down; hence, the solute will reach the groundwater at a rate mainly defined by the
recharge and less so by the leak rate.

Concentration
(mg/L)
l 2.3x102

1.8x103

1.5x104

1.2x10°

1.0x10°®

Figure 5. Example solute plume after 1500 years following a long-term release from a leaking storage
pond. A unit input concentration at the soil-groundwater interface is assumed (i.e., Cy = 1 mg/L).
Solute concentrations are collected at 100, 200, 400, 800, and 2000 m.

Solute fluxes at the soil-groundwater interface have been calculated with the HYDRUS-1D
simulator for a total of 96 parameter combinations (2 soil types X 3 recharge rates x 2 leakage rates x 8
soil depths = 96 combinations). Rather than applying each of these different solute flux predictions
separately to the groundwater transport model, a simplification was introduced by assuming a
hypothetical unit concentration source (1 mg/L) at the top of the aquifer. This concentration was then
multiplied with the recharge rate to obtain a solute flux entering the aquifer. This solute flux in the
0.1 km? (10 ha) source area was kept at a constant value for a time long enough for the concentration
at the different water bores to reach a steady-state value. This approach of uncoupling the soil and
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groundwater solute transport calculations is consistent with Figure 2, which shows that the dilution
factors for the soil-groundwater pathway were split in two components: first, the dilution factor was
calculated at the soil/groundwater interface, then, the dilution factor in groundwater was calculated
separately. The two dilution factors were then combined to give the overall dilution as per Equation
(6). This way, the calculations were made highly efficient such that many realizations could be tested
as part of the uncertainty analysis.

Consistent with the need to derive high-end estimates, the assumption of a continuous input
function results in an overestimation of the solute concentration for cases where the solute flux at the
soil-groundwater interface is a narrow, short-duration pulse. This method also avoids running the
solute transport model multiple times to account for the different input functions originating from the
solute transport calculations in soil (i.e., 96 input functions are replaced by a single one with constant
solute flux).

Solute concentrations were recorded at hypothetical water bores located at increasing distances
from the source, i.e., at 100, 200, 400, 800 and 2000 m (Figure 5). The location of the bores coincides with
the center of the solute plume for most of the calculation cases; in this way, maximum concentrations
were used to derive dilution factors. Exceptions existed for cases where the solute plume was diverted
along a more curved path westward towards the river owing to changes in the hydraulic gradient
consistent with the decrease in aquifer hydraulic conductivity by a factor of 5 and increases in riverbed
conductance by a factor of 7. The location of water bores was not adjusted to keep the same water
bores for calculating and comparing dilution factors across different scenarios.

The water bores were assumed to be screened over their entire 50-m depth. Depth-weighted mean
concentrations are obtained for all bores: C = X.C; X Z;/Zota1, where C; is the concentration in layer
(with i = child model layers 2, 3, and 4 of the Gunnedah Formation), Z; is the depth of layer i, and Zt,
is the total depth (i.e., 50 m). While water bores are typically sunk to different depths, the highest solute
concentrations are likely to be closest to the water table, therefore justifying the consideration of shallow
depths only (i.e., up to 50 m). Furthermore, considerable mixing of groundwater—and thus also
solutes—from different layers occurs while pumping. It is thus justified to assume a depth-averaged
concentration to represent this mixing process.

The groundwater flow calculations further included three perturbations of hydraulic conductivity
(low K = reference K/5, reference K, high K = reference K X 5) and of riverbed conductance,
respectively (low = reference river conductance/7, reference river conductance, high = reference
river conductance X 7), thus producing nine groundwater flow scenarios for subsequent transport
calculations. Changing hydraulic conductivity and riverbed conductance resulted in changes to the
groundwater gradient and surface water-groundwater flux. The solute transport simulations further
considered perturbations of the effective porosity, again with three values: 0.10, 0.20 (reference),
and 0.40 cm3/cm3. This range in porosity corresponded to the range of reported vales from 0.15 to
0.39 [60], with 0.2 selected here as a reference value. As a result, 27 solute transport simulations were
carried out with the site model. While this number of parameter perturbations was smaller than what
is typically used in a full-scale Monte Carlo analysis (typically several hundred or thousand runs to
achieve convergent statistics), it nevertheless provides a reasonable range of parameter variations
while at the same time being very efficient in terms of computational resources. Moreover, note that
the perturbations were applied uniformly throughout the groundwater model domain.

Solute transport calculations were carried out using the Implicit Finite Difference solution scheme
with upstream weighting to calculate advection [71]. Among the finite difference schemes in MT3DMS
(explicit and implicit finite difference (FD), third order Total Variation Diminishing (TVD)), this scheme
is the most stable, is computationally efficient, often gives the best mass balance (i.e., it is mass
conservative), and is also less computationally demanding than a TVD solver [71].

An important path to achieving confidence in model simulations is to perform the numerical
simulations in a way that is consistent with established principles and guidelines. As far as groundwater
modelling is concerned, the Australian groundwater modelling guidelines [72] provide a point of
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reference for groundwater flow and transport calculations. In the current exposure assessment,
the Australian groundwater modelling guidelines have been used as a guide for groundwater flow
and transport calculations.

2.5. Dilution Factors

Dilution of chemicals occurs both in the unsaturated soil zone and in groundwater. A dilution
factor is therefore defined for the unsaturated zone (DFp) and groundwater (DFgw), where DFy is the
ratio of contaminant concentration in the fluid (hydraulic fracturing-related or produced water) leaked
at the surface (Cyp) to the maximum contaminant concentration at the bottom of the unsaturated zone,
i.e., at the water table (Cyr): DF, = Cyp/Cwr (Figure 2). The calculation of DFy typically involves
a one-dimensional solute transport model for the unsaturated zone. The DFgy is calculated as the
ratio of the maximum contaminant concentration at the bottom of the unsaturated zone (Cwr) to
the maximum concentration at the water bore (Cywg): DFgw = Cwt/Cwg. The combined dilution in
unsaturated zone and groundwater (DF) is defined as:

DF = DF, X DFgw (4)

All dilution factors thus defined are dimensionless, and larger than one. This approach is
consistent with that applied by [60].

The dilution factor for soil is mainly determined by the soil type and depth, recharge rate, and leak
rate from a storage pond. Calculations that neglect chemical interactions with soil materials will
considerably overestimate the consequences and therefore deliver conservative risk assessments. If it
can be shown that under such conservative assumptions the impact is negligible, impacts under more
realistic conditions with considerable degradation and sorption will be even smaller. The degree of
overestimation or conservatism will be less for calculations that account for chemical interactions
or biogeochemical transformations. In such case, dilution (or attenuation) can be shown to be very
sensitive to such reactions resulting in considerable decreases in concentration [4].

For the dilution factors (and other computational endpoints) to be broadly applicable, i.e., covering
a sufficiently broad range of soil and groundwater flow conditions, multiple calculations of such
dilution factors have been undertaken with different soil and groundwater parameters that govern
solute migration.

Once the dilution factors for the various receiving environments have been defined,
the concentration at the water table (Cwrt) or at the water bore (Cywg) for any concentration of a
specific chemical at the surface (Cyr) can be calculated. Calculation of Cyyt and Cgyy is as follows:

_ Cupr
Cwr= DF, ®)

_ Cwr CHF ©)
DFGW (DFGW X DFL)

Cws
The calculation of dilution factors must be done only once for a given source-pathway-receptor
combination. Further note that the linkage between soil and groundwater pathway is provided via
coupling (i.e., multiplication) of their respective dilution factors. The combined dilution (DF) from
travelling through the unsaturated soil (DFL) and subsequently through groundwater (DFgw) was
calculated as the product of the dilution associated with each system separately (see Equation (6)).
This assumes that transport and hence dilution occurred independently in both pathways. This was
true for most circumstances: transport in soil (especially deep soils) occurred independently from
groundwater flow. Only in shallow soil with large groundwater level fluctuations can solute migration
be significantly influenced. Therefore, once recharge was accounted for, transport in groundwater was
considered independently from all other soil processes.
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3. Results

3.1. Soil Dilution Factors

The time for solutes to travel from the source to the bottom of the soil profile (soil-groundwater
interface) is discussed first. As mentioned above, these are conservative arrival times without
considering the retardation effect due to sorption. Additional solute retardation due to chemical-solid
interactions can be easily a factor 100 to 1000 based on previous assessments [4].

Solute transport in the loam soil was slower than the sand due to the lower pore-water velocity
(v = 0.1 mm/year for the loam and 0.3 mm/year for the sand); earliest arrival in the loam soil was
after 12 years for the 1-m-deep soil and 40 years for the 4-m-deep soil (for a three-year leak duration,
reference leak rate of 0.35 mmy/year and 20 mmy/year recharge). For the sand soil the earliest arrival
was after six years for the 1-m-deep soil (same conditions as for the loam soil) and 15 years for the
4-m-deep soil (same leak rate).

For the 5- to 30-m-deep soils, the results are as follows. The earliest arrival for the loam soil
was after 50 years for the 5-m-deep soil (for the reference leak rate of 0.35 mm/year and 20 mm/year
recharge) and 300 years for the 30-m-deep soil (same leak rate and recharge rate). Solute transport in
the sand soil was faster due to the higher pore-water velocity; the earliest arrival was after 19 years for
the 5-m-deep soil (for the reference leak rate of 0.35 mm/year and 20 mm/year recharge) and 100 years
for the 30-m-deep soil (same leak rate and recharge rate).

Vertical profiles of solute concentration and water content during and after the leak event provide
an insight in the dynamics of coupled water and solute transport (Figure S2). The solute concentration
profiles at different times displayed a characteristic bell-shaped behavior, as was expected for a leak
event of a relatively short duration. As time progresses and the solutes move down, the shape of the
curve widens and the maximum concentration decreases owing to dispersion. The time-dependent
water content profile displays a draining soil the first three years, then a wetting profile until equilibrium
is again achieved. Drainage occurs because the leak rate (0.35 mm/year) is considerably less than
the initial recharge rate (20 mm/year); after the leak event, the water flux becomes again equal to the
recharge rate (20 mm/year), effectively wetting up the soil profile until the water content becomes
equal again to its initial value.

Dilution factors as a function of soil depth for a three-year leak are shown in Figure 6 for the
loam soil and account for uncertainty in the leak rate and recharge rate. A 10-fold increase in leak rate
decreases the dilution factors by a factor of 10. The overall uncertainty is attributable mainly to the leak
rate and less so to the recharge rate. As the depth increases, dilution factors also increase; however,
the rate of increase decreases quickly beyond the 5 m soil depth due to the dispersivity parameter
becoming constant at 5 m (A, = 0.1 m).

For loam soil, the range in dilution factors at 1 m depth due to uncertainty in the recharge rate
was from 79 (89% of the reference value) to 102 (115% of the reference value); at 30 m depth the range
was from 1013 (87% of the reference value) to 1334 (115% of the reference value). For sand, the range in
dilution factors at 1 m depth was from 26.5 (91%) to 33.1 (113%); at 30 m depth the range was from
340 (91%) to 426 (114%). Dilution in loam was roughly three times larger than in sand, irrespective
of depth. This is due to the three times higher water content in loam compared to sand; under those
conditions, chemicals entering a loam soil will be three times stronger mixed with solute-free water
compared to sand.

When a leak duration of three years is considered, the solute travel time to a given depth is
insensitive to the magnitude of the leak rate. This is because the leak duration is short relative to the
duration of solute migration, i.e., the latter is close to 200 years if the groundwater table is at 10 m.
Under such conditions, the travel time is predominantly determined by the water flux (i.e., recharge
rate) following the leak event. Unlike the travel time, the maximum solute concentration at any depth
is significantly affected by the leak rate: a 10-fold increase in the leak rate increases the maximum
concentration by about a factor of 10. With the higher leak rate more solute mass enters the soil profile
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which becomes less easily diluted when solute-free water enters the soil after the leak has stopped.
Dilution factors for a 30-year leak rate are 10 times smaller for all parameter combinations (for details,
see [43].

Scenarios
0.35 mm/year leakage rate, 5 mm/y recharge
0.35 mmiyear leakage rate, 20 mm/y recharge
0.35 mmv/year leakage rate, 80 mm/y recharge
————— 3.5 mm/year leakage rate, 5 mm/y recharge
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Figure 6. Soil dilution factor (DFy) as function of soil depth for loam soil. DFy is calculated at the
soil-groundwater interface (three-year leak).

It is important to emphasize that the above results have been obtained using a 1D flow and
transport model that does not consider preferential flow. Increasing evidence exists that water in
many soils does not move according to the uniform flow pattern typically predicted with the Richards
equation [73-75]. This is due to the presence of macropores, fractures or other structural voids or
biological channels through which water and contaminants may move preferentially, while bypassing a
large part of the matrix pore-space. Preferential flow and transport processes limit accurate predictions
of contaminant transport in soils and fractured rocks [76]. While several studies have indicated
the importance of preferential flow on solute transport in soil, little evidence is available about the
significance of such processes for the soils and sediments considered here, although catchment-scale
water balance modelling involving cracking soils in the Liverpool Plains (New South Wales) was
considered by [55]. It is important to note though that preferential flow via macropores, fractures and
similar soil structural features becomes important when the flow regime is close to saturation (i.e.,
when the macropores are filled with water and effectively contribute to flow and transport). Under the
flow conditions of this study, i.e., soil conditions that are far from saturated, preferential flow is likely
less important. Nevertheless, it remains an important uncertainty that requires further corroboration.
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3.2. Groundwater Dilution Factors

Development of the solute plume for the reference scenario based on the reference groundwater
flow model with spatially uniform effective porosity (1e) of 0.2 cm3/cm® and a continuous input
function is shown in Figure 5. The water bores are located along the center of the solute plume and
record the maximum concentration for the purpose of calculating dilution factors. Note the long
simulation times applied to all scenarios to ensure the maximum concentration was reached in each of
the observation bores. The travel time to the water bores at 100 and 800 m distance is 62 and 180 years,
respectively. Solute arrival times were calculated as the time needed for the solute to travel through
groundwater and reach one half of its maximum concentration at a particular water bore; half the
maximum concentration was chosen as a reference point in time for calculating the arrival time, as
this would be the time the continuous pulse would reach the water bore in absence of dispersion [77].
The advantage of this approach is that it made the determination of solute arrival times independent
from the hydrodynamic dispersion, a process that is highly variable in space.

The reference scenario represents the realistic high-end scenario (i.e., a scenario that captures the
upper end of the exposure distribution for a given exposure pathway [78]), while the other 26 scenarios
represent the results for a realistic range of parameters typical of the investigation area. With a total of
27 parameter combinations, a total of 27 breakthrough curves (BTCs) have been calculated for each
water bore.

Dilution factors for the groundwater receiving environments (water bores) have been calculated
in the same way as for the soil pathway. Dilution increases in a nearly linear way with increasing
distance, i.e., at 200, 400, 800, and 2000 m dilution is on average, respectively, 1.2, 1.5, 2.1, and 4.1 times
larger than at 100 m (Table 1). An exception exists for the low aquifer conductivity—high riverbed
conductance and reference aquifer conductivity-high riverbed conductance parameter combination:
under these conditions, the direction of the plume is different, i.e., bending towards the river and
less to the north-west. As a result, the center of the plume diverges from the observation bores at
large distance (800 and 2000 m), which explains the lower maximum concentrations and hence larger
dilution factors. Dilution factors at 2000 m were not calculated for those parameter combinations
because the center of the plume completely bypasses the bores at 2000 m; this would produce artificially
high dilution factors.

Table 1. Dilution factors in groundwater for different values of aquifer hydraulic conductivity (K)
and riverbed conductance. Gradient was modified by changing riverbed conductance: L = low,
M = medium, H = high. Dilution factors are identical for different porosities (0.1, 0.2, and 0.4).
Results have been rounded to two significant numbers. nc = not calculated because solute plume
bypasses the water bore at 2000 m.

Hydraulic Conductivity, K

Distance to Low K Reference K High K
Water Bore Riverbed Conductance Riverbed Conductance Riverbed Conductance
L M H L M H L M H

100 m 3.0 29 9.6 15 15 20 59 60 66
200 m 3.8 3.5 15 18 18 24 70 70 77
400 m 49 44 37 24 23 31 84 85 93
800 m 6.4 6.5 469 32 28 57 103 104 120
2000 m 15 27 Nc 57 38 nc 142 142 212

Although three porosities were used (0.1, 0.2, and 0.4 cm3/cm®) for any given aquifer
conductivity-riverbed conductance combination, identical dilution factors have been obtained.
This was, as expected: increasing (here by a factor of 2) or decreasing (also by a factor 2) porosity
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compared to the reference value results in higher (2 times) and lower (2 times) pore volumes in which
the solutes were dissolved. The resulting concentrations were, respectively, lower by a factor of 2 and
higher by a factor of 2. However, just underneath the source zone, there was a counteracting effect of
the pore-water velocity in groundwater. Indeed, a two-time higher porosity resulted in a two-time
lower pore-water velocity under the source zone: as a result, more mass will be taken up in a volume
of groundwater per unit of time (exactly two times more), and thus, more mass can be transported
away from the source. At the source, these two phenomena (lower concentration and higher mass
transfer) cancel each other. The same was true for a lower porosity. Because different porosities result
in different pore-water velocities, there was however an effect on the arrival time of the plume in a
given water bore. Additionally, in cases where degradation processes would be considered, the longer
the residence times in groundwater, the larger the effect of degradation.

The effect of hydraulic conductivity on the dilution factor was apparent too (Table 1): the higher K,
the higher the dilution factor (or the lower the concentration). This is explained as follows: simulations
with a higher K result in higher groundwater velocities, which means that per unit time less solute
mass can seep into the groundwater under the source zone compared to simulations with slower
velocities. In other words, the groundwater (per unit volume of flowing water) was less loaded with
chemicals when it traveled fast compared to the case when it traveled slowly; mixing and dilution of
the chemical as it entered the groundwater increased with increasing flow velocities [79].

3.3. Combined Dilution Factors

The combined dilution factors (DF) from travelling through the unsaturated soil (DFy) and
subsequently through groundwater (DFgw) were calculated as the product of the dilution associated
with each system separately and are shown in Table 2. DF values for a three-year leak range from 1340
for the shallowest soil depth (1 m) and the 100 m water bore to just over 45,000 for the deepest soil
depth (30 m) and the 2000 m water bore.

Table 2. Combined dilution factor for the soil-groundwater pathway for the loam soil and groundwater
reference cases (three-year leak period, 0.35 mm/year leak rate, 20 mm/year recharge).

Bore Distance—

Soil Depth| 100 m 200 m 400 m 800 m 2000 m
Im 1340 1613 1999 2466 3450
2m 2700 3246 4025 4965 6968
3m 4050 4876 6055 7465 10,478
4m 5410 6516 8085 9965 13,988
5m 6980 8396 10,425 12,855 18,038
10 m 9995 12,038 14,932 18,418 25,839
20 m 14,245 17,138 21,272 26,238 36,799
30m 17,435 20,991 26,043 32,119 45,055

The spatial distribution of the soil depth classes shows that 66% of soils have a depth of up to 5 m,
5% between 5 to 10 m, 7% between 10 to 20 m, 4% between 20 to 30 m, and 18% have a depth larger
than 30 m. These probabilities are based purely on the spatial extent of the depth to groundwater
classes; there is no relationship with the occurrence of certain coal seam gas wells.

3.4. Uncertainty Propagation

The impact of the uncertainty about two key parameters—leak rate and recharge rate—on the
combined soil and groundwater dilution factors were investigated next. The uncertainty around the
leak rates stems mainly from uncertainty around liner performance and the long-term evolution of
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such performance (see Section 2.1). Uncertainty around recharge rates originates from hydroclimate
variability (rainfall and evapotranspiration) combined with soil hydrologic variability (soil water
balance). The propagation of uncertainty in the calculation of the dilution factor was demonstrated for
different soil depths and different travel distances in groundwater. The discussion focuses first on the
uncertainty in the leak rate followed by the uncertainty in the recharge rate, using loam soil as example.

The effect of the uncertainty in the leak rate (0.35-3.5-35 mm/year) produced an uncertainty
in dilution factors that is more or less constant with the soil depth; for a given water bore distance,
the range in dilution factors was approximately two orders of magnitude (Figure 7). The two orders of
magnitude uncertainty range in input parameters (from 0.35 to 35 mmy/year) returned a two orders of
magnitude uncertainty in prediction (i.e., dilution factors).
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Figure 7. Combined dilution factor (DF) for loam soil and groundwater. Reference groundwater

conditions used.

Uncertainty in recharge rate is from 5 to 80 mm/year, with 20 mm/year as reference value.
The propagation of uncertainty was demonstrated as function of soil depth and travel distance in
groundwater for three leak rates, i.e., 0.35 mm/year (Figure 8a), and 3.5 and 35 mm/year (Figure 9).
For the 0.35 mm/year leak rate, uncertainty was nearly independent of soil depth: there was a slight
increase until a soil depth of 5 m, when the uncertainty (expressed as % deviation from reference, i.e.,
20 mm/year) remained constant (Figure 8b). The highest recharge rate of 80 mm/year produced a
slightly larger uncertainty compared to the lowest recharge of 5 mm/y, i.e., 15% (positive deviation
because the 80 mm/year recharge is larger than the reference) versus 12% (negative deviation because
the 5 mm/year recharge is smaller than the reference).
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Figure 8. Combined dilution factor (DF) for loam soil (0.35 mm/year leak rate) with three recharge
rates and groundwater pathway for reference groundwater conditions (A). Uncertainty (in % deviation
from reference) as function of soil depth, groundwater travel distance, and recharge rate (B).
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Figure 9. Combined dilution factor (DF) for loam soil and groundwater pathway. Reference
groundwater conditions used. Loam soil with three recharge rates and leak rates of 3.5 mm/year (A)

and 35 mm/year (B).

For the higher leak rates of 3.5 (Figure 9a) and 35 mm/year (Figure 9b) a similar behavior was
observed: uncertainty (range in dilution factors) was independent of the groundwater travel distance
and was nearly independent of the soil depth, except for a small increase until 5 m. Note that the
magnitude of the dilution factor decreased as the leak rate increased.

The general behavior of the uncertainty propagation in dilution factors for the sand soil was
very similar to that of the loam soil; the largest differences were the lower dilution factors for the
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sand, approximately three times less, owing to the lower water content in the sand. Propagation of
uncertainty around leak rates was very similar at depths greater than 5 m; the exception was for the
35 mm/year leak rate at depths less than 5 m, for which the dilution did not increase at the same rate as
it did for the lower leak rates (0.35 and 3.5 mm/year). This was due to the combined effect of a large
leak rate in a relatively dry soil providing limited opportunity for dilution.

3.5. Likelihood of Dilution Factors

To assess the likelihood of occurrence for each of the different dilution factors in the case study
area, the dilution factor for different travel distances and soil depth classes for the three-year leak
were combined with a spatial analysis of the proximity between existing water bores and coal seam
gas well using data from the Namoi catchment [80]. It was assumed for reasons of simplicity that
the coordinates of the coal seam gas well corresponded to the location of a hypothetical leak (water
holding pond or pipe breakage). This allowed the determination, for the currently known locations
of coal seam gas wells and water bores, of the likelihood that a water bore was in close proximity to
a potential contamination plume. This distance-likelihood function was then linked to the dilution
factors obtained from the previous transport simulations.

The corresponding empirical cumulative distribution function of proximity between water bores
and coal seam gas well is shown in Figure 10. Note that only water bores within a distance of 10,000 m
were included in the graph, as at such large distances, the predicted concentrations most likely become
negligible due to very large dilution factors. All water bores up to 10,000 m distance from coal
seam gas wells represented 17,691 (52%) out of a total of 34,215 water bores considered in Figure 10.
The cumulative distribution reveals there was only a 1% chance of finding water bores within a distance
of approximately 600 m of a coal seam gas well, or, conversely, in 99% of all cases, water bores were at
distances greater than approximately 600 m from a coal seam gas well. The closest distance reported
between a coal seam gas and water bore was 100 m. The probability of this occurring was only 0.03%
(10 out of a total of 34,215 water bores).
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Figure 10. Empirical cumulative distribution of proximity between water bores and coal seam gas
wells for the Narrabri catchment.
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Similar to the likelihood analysis for proximity of water bores, the number of endangered flora
species and water dependent animal species within a given radial distance from a coal seam gas well
were spatially defined and quantified [60].

3.6. Predicted Environmental Concentrations for CSG Chemicals

Predicted environmental concentrations (PECs) of individual chemicals used in actual hydraulic
fracturing operations were calculated for groundwater bores using Equations (5) and (6). The hydraulic
fracturing chemicals were identified as being used for coal seam gas extraction in Australia between
2010 and 2012, and for which concentrations prior to injection were known [31]. From the 19 chemicals
listed in Table 3, four (sodium chloride, magnesium chloride, citric acid, and guar gum) were of
low concern for human health [81]. Not all of these products were used or proposed for use at any
given site, and at some sites, hydraulic fracturing was neither required nor proposed [27]. The input
concentrations used in Table 3 (i.e., the concentration of formulated hydraulic fracturing fluids
immediately prior to injection) were based on data compiled as reported in an industry survey carried
out during the Assessment [31]. The hydraulic fracturing chemicals shown in Table 3 were those for
which ecotoxicological data was available for a quantitative assessment, including the derivation of
predicted no-effect concentrations (PNEC) [1]. The PNEC was typically used during risk assessments
to characterize the potential concern in the receiving environments.

The study of chemical mixtures and what effect this can have on organisms in the environment
when they are exposed, simultaneously, to different chemicals was beyond the scope of this study.
For a review of approaches to evaluate the effect of mixtures, the reader is referred to [82].

A comparison of groundwater PEC and PNEC values shows that for all but two chemicals the
conservatively estimated groundwater concentration was smaller than the no-effect concentration
for the protection of aquatic ecosystems. The parameters used to estimate the PECs assumed a
0.35 mm/year leak rate for a total duration of three years in a 5-m-deep loam soil under a 20 mm/year
recharge rate and a groundwater bore at 100 m from the point where the solute plume enters the
groundwater table. The corresponding dilution factor DF = 6980 (Table 2). The previous likelihood
analysis highlighted the very low probability of 0.03% of encountering a groundwater bore within
100 m from a CSG well. In other words, for more than 99.97% of the water bores the dilution in
soil and groundwater was even higher, and therefore, PNEC values were even smaller than those in
Table 3. Further model assumptions that contributed to the dilution factor (and thus the PNEC) being
conservative include (i) chemical interactions with the solid phase and biogeochemical transformations
were ignored, (ii) continuous solute input function at the groundwater table rather than a pulse input
function, causing overestimation of the maximum bore concentration by a factor of 5 at 100 m distance
(for details, see [43]), and (iii) use of steady-state flow conditions that overestimate the maximum
plume concentrations compared to transient flow (see, e.g., [83]).

For the two exceptions, hypochlorous acid sodium salt (or sodium hypochlorite) and guar gum,
the dilution factor would need to be 360 and 1.7 larger to bring their PEC values below their respective
PNEC value. The latter value of 1.7 may be obtained for a travel distance of approximately 800 m; this
information can be used to set minimum separation distances between unconventional gas facilities
such as water holding ponds and water bores or environmental receptors such as wetlands, streams,
or sensitive ecosystems. A further increase of the DF values (by a factor 360) to reduce sodium
hypochlorite concentrations below its PNEC value would require larger buffer distances and/or a
control of the source concentration. We note that guar gum was identified as a polymer of low
concern to human health on the basis of a set of validation rules developed to identify polymers of low
concern [81].

The methodology for dilution calculations presented here is not restricted to chemicals associated
with coal seam gas (or unconventional gas more broadly) activities. One of the backbones of the
approach is the (uncoupled) water flow component in the vadose zone and the aquifer, both of which
have broad applicability for solute migration of dissolved chemical species. Once chemical (sorption)
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and biological (degradation) attenuation parameters have been defined for the chemicals of interest,
the current methodology can be readily applied to assess, for instance, pollution risk from soil to
groundwater associated with PFAS, fertilizers and pesticides, or heavy metals.

Table 3. Calculated groundwater predicted environmental concentrations (PECs) for chemicals present
in hydraulic fracturing products or fracturing pre-treatment formulations (loam soil parameters:
0.35 mm/year leak rate, 5 m soil depth, 20 mm/year recharge, three-year leak duration; reference
groundwater parameters, water bore at 100 m). Source: concentration after final dilution based on [32];
Predicted no-effect concentration (PNEC) for the protection of aquatic freshwater biota based on [1].
@Revised water quality guideline submitted to the Department of Agriculture and Water Resources,
September 2016 (very high reliability). #chemical of low concern for human health.

Concentration after

CAsNo. A ChemistName | Dilan oo Giothdvaler | PNEC
Injection (g/kg or g/L)
10,043-35-3 Boric acid (H3BO3) 0.216 0.031 0.83@
107-21-1 1,2-Ethanediol (Ethylene glycol) 0.496 0.071 10
2-Butoxyethanol
111-76-2 (Butoxyethanol) 0.04 0.0057 0.165
1310-73-2 Sodium hydroxide (Na(OH)) 0.1375 0.020 24
3(2H)-Isothiazolone,
26,172-55-4 5-chloro-2-methyl- 0.0037 0.00053 0.00062
(Methyl-chloroisothiazolinone)
3(2H)-Isothiazolone, 2-methyl-
2682-20-4 (Methyliso-thiazolone) 0.0011 0.00016 0.0007
497-19-8 Carbonic acid sodium salt (1:2) 0316 0.045 404
(Soda ash)
Phosphonium,
55,566-30-8 tetrakis(hydroxymethyl)-, 0.04125 0.0059 0.94
sulfate (2:1) (salt) (THPS)
64-19-7 Acetic acid (Acetic acid) 0.525 0.075 15
67-63-0 2-Propanol (Isopropanol) 0.0134 0.0019 500
7447-40-7 Potassium chloride (KCl) 22.96 33 3.73
Methanaminium,
75.57-0 N,N,N-trimethyl-, chlorl‘de (1:1) 1273 018 462
(Tetramethylammonium
chloride)
7647-14-5# Sodium chloride (Common salt) 0.4 0.057 3.14
Hydrochloric acid
7647-01-0 (Hydrochloric acid) 0.0525 0.0075 6.2
Hypochlorous acid, sodium salt
7681-52-9 (1:1) (Sodium hypochlorite) 0.0578 0.0083 0.000023
Peroxydisulfuric acid
7727-54-0 ([(HO)S(0)21;05), ammonium 0.4521 0.065 0.92
salt (1:2) (Ammonium
persulfate)
7786-30-3# Magnesium chloride (MgCly) 0.0034 0.00049 212
77-90-94 1,2,3-Propanetricarboxylic acid, 1.765 025 153

2-hydroxy- (citric acid)
9000-30-0# Guar gum (Guar gum) 2.6 0.37 0.22
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4. Conclusions

Source-pathway-receptor modelling was undertaken for chemicals associated with coal seam gas
extraction that are present in produced water temporarily stored in water holding ponds. Fluids leaking
from such ponds can end up in soil and subsequently shallow groundwater; such migration results in
significant solute dilution. Solute concentrations determined in soil and groundwater bores have been
used to produce dilution factors for a set of leak rates and recharge rates and a broad combination of
soil and groundwater parameter combinations.

Dilution factors increase with increasing recharge rate and decreasing leak rates and leak duration.
Dilution in loam is roughly three times larger than in sand, irrespective of depth. This is the result of
the three times higher water content in loam compared to sand. Under such conditions, chemicals
entering a loam soil will be three times stronger mixed with solute-free water compared to sand.

For a hypothetical leak duration of three years, the dilution factors for the reference loam soil and
reference flow conditions (0.35 mm/year leak rate and 20 mm/year recharge rate) ranged from 89 at the
1 m soil depth to 1155 at the 30 m soil depth. Increasing the 0.35 mm/year leak rate 10 or 100 times
decreased the dilution factor approximately 10 or 100 times, respectively. For a 5 mm/year recharge
rate the maximum dilution factor at 30 m decreased to 1013; for the 80 mm/year recharge it increased
to 1334 for a 30 m deep soil profile.

Long solute transport times in the unsaturated soil provided considerable opportunity for chemical
attenuation (although not calculated). In a loam soil, the earliest arrival at the groundwater table was
after 152 years at 5 m depth and after 499 years at 30 m depth (leak rate of 0.35 mm/year).

Further attenuation occurred along the groundwater pathway. Dilution factors in groundwater
were calculated considering typical realistic variations of key groundwater flow and solute transport
parameters (aquifer hydraulic conductivity, riverbed conductance, and porosity) for wells at various
distances from the chemical source. General results were that the higher the hydraulic conductivity
and riverbed conductance, the greater the dilution. Dilution factors ranged from 15 for a travel distance
of 100 m to 38 for a travel distance of 2000 m.

The combined soil-groundwater dilution factors across the soil-groundwater pathway were
obtained by multiplying the dilution factors for soil and groundwater. Lookup tables allowed an
easy determination of combined dilution by integrating the effects of parameter variations on dilution
factors, and dilution from connected pathways. For a three-year leak, the combined dilution factors
ranged from 1340 for the shallowest soil depth (1 m) and the 100 m water bore to just over 45,000 for
the deepest soil depth (30 m) and the 2000 m water bore.

The empirical cumulative distribution function of proximity between water bores and coal seam
gas wells revealed that for the most common soil depths (66% of the study area has soils from 0-5 m
depth), more than 99% of the water bores had a dilution factor larger than 6980. Furthermore, for more
than 99% of the water bores, the dilution in soil and groundwater was high enough to decrease the
chemical concentrations of 17 out of 19 hydraulic fracturing chemicals below their PNEC values for the
protection of aquatic ecosystems.

This information can be used to set minimum separation distances between unconventional gas
facilities such as gas wells or water holding ponds (to avoid possible additive effects), and between gas
facilities and water bores or environmental receptors such as wetlands, streams, or sensitive ecosystems.
A further increase of the DF values, to reduce chemical concentrations below PNEC values, simply
requires larger buffer distances and/or more stringent control of the source concentrations. In addition,
the predictions could be used to strategically design a cost-effective and purpose-built monitoring
network for shallow groundwater in the vicinity of surface storage ponds.

The PECs and the dilution factors obtained in this study are high-end estimates, at least for those
chemicals that would normally display considerable sorption in soil. The degree of overestimation is
likely several orders of magnitude, but needs confirmation through more in-depth studies including
measurements of sorption behavior. Developing high-end estimates is an accepted approach when
undertaking assessments with uncertain conceptual models, data, and scenarios.
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Another source of uncertainty is associated with the description of the chemical source term,
especially for storage ponds. More reliable data need to be collected about type of chemicals,
concentration time-series, and potential leak rate from ponds. Leak monitoring data could be used to
reduce such uncertainty. Furthermore, sufficient concentration of flowback and produced water has to
be collected to have a broad spatial coverage of coal seam formations across Australia.

Supplementary Materials: The following are available online at http://www.mdpi.com/2073-4441/12/4/941/s1,
Figure S1: Depth to water table within the alluvial groundwater modelling domains. Source: [1]. Table S1: Major
soil types in the Namoi alluvium (areal coverage was derived with the ARCGISTM software). Source [1]. Table S2:

Soil depth expressed as depth to groundwater based on the site groundwater flow model (24 km?). Table S3: Soil
depth expressed as depth to groundwater based on the sub-regional groundwater flow model (108 km?).
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