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Abstract 17 

A predictive understanding of the source-specific (e.g., point and diffuse sources) 18 

land-to-river heavy metal (HM) loads and HM dynamics in rivers is essential for 19 

mitigating river pollution and developing effective river basin management strategies. 20 

Developing such strategies requires adequate monitoring and comprehensive models 21 

based on a solid scientific understanding of the watershed system. However, a 22 

comprehensive review of existing studies on the watershed-scale HM fate and transport 23 

modeling is lacking. In this review, we synthesize the recent developments in the 24 

current generation of watershed-scale HM models, which cover a wide range of 25 

functionalities, capabilities, and spatial and temporal scales (resolutions). Existing 26 

models, constructed at various levels of complexity, have their strengths and 27 

weaknesses in supporting diverse intended uses. Additionally, current challenges in the 28 

application of watershed HM modeling are covered, including the representation of in-29 

stream processes, organic matter/carbon dynamics and mitigation practices, the issues 30 

of model calibration and uncertainty analysis, and the balance between model 31 

complexity and available data. Finally, we outline future research requirements 32 

regarding modeling, strategic monitoring, and their combined use to enhance model 33 

capabilities. In particular, we envisage a flexible framework for future watershed-scale 34 

HM models with varying degrees of complexity to accommodate the available data and 35 

specific applications. 36 
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1 Introduction 40 

Elevated concentrations of heavy metals (HMs) are a global threat to aquatic 41 

systems and human health owing to their potential accumulation, biomagnification, and 42 

toxicity. The 'heavy metals' is a collective term used here to represent a group of metals 43 

and metalloids such as cadmium (Cd), mercury (Hg), copper (Cu), arsenic (As), lead 44 

(Pb), chromium (Cr), zinc (Zn), and nickel (Ni) that cause toxicity and ecotoxicity. 45 

Although there still exist debates concerning the imprecise use of the term 'heavy 46 

metals' and its alternatives, including 'toxic metals', 'trace metals', 'trace elements', and 47 

'potentially toxic trace elements' (Duffus, 2002), we used the term 'heavy metals' 48 

consistently in this review for convenience. HMs are ubiquitous in the environment as 49 

naturally occurring elements. For example, As pollution from geogenic sources is a 50 

major problem in South Asia (e.g., Winkel et al., 2008). Meanwhile, HMs, such as Cd, 51 

Hg, Cu, As, Cr, and Pb, have contaminated river systems in many parts of the world as 52 

a by-product of industrialization (Johnson et al., 2018; Mason, 2013). For example, the 53 

signature of Pb mining and smelting activities by ancient Greeks and Romans have been 54 

documented in the Greenland ice cores (Hong et al., 1994). Moreover, over 100,000 55 

abandoned or inactive mining sites are spread over 2,000 km2 in the United States 56 
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(U.S.EPA, 1997). England and Wales have over 3,000 abandoned metal mines (Jarvis 57 

et al., 2007). In China, a nationwide survey of soil contaminants during 2005–2013 58 

revealed that 16.1% of the soil samples exceeded the soil quality standards mainly 59 

because of high HM concentrations (MEPPRC and MLRPRC, 2014).  60 

Knowledge of the HMs released from contaminated soils and sites in the upland 61 

and their subsequent migration in river networks is critical for assessing environmental 62 

risks, as well as developing effective pollution control and river basin management 63 

strategies. (Byrne et al., 2012; Le Roux et al., 2020). HMs can enter river systems via 64 

various diffusion pathways, including surface runoff, subsurface flow, groundwater 65 

flow, and soil erosion. Meanwhile, many biogeochemical processes greatly influence 66 

and regulate HM’s mobility (Carrillo‐Gonzá lez et al., 2006). These mechanisms 67 

involve sorption, complexation, precipitation, redox reactions as well as weathering 68 

processes influenced by environmental factors such as pH, redox potential, and 69 

temperature (Borch et al., 2010; Degryse et al., 2009). Extensive studies, including field 70 

measurements, have been performed on the mechanisms of different soil 71 

biogeochemical reactions at the plot and field scales (Selim and Kingery, 2003). 72 

However, when it turns to the watershed scales, a quantitative and complete description 73 

of metal migration may be hindered by the strong spatial heterogeneity and temporal 74 

variability of HM production, transformation, and transport processes (Li, 2019). To 75 

fully understand the complex mechanisms of HMs transport at a watershed scale, a 76 

large amount of time- and resource-consuming fieldwork is needed. Watershed-scale 77 
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HM models are increasingly used as essential tools for assessing and restoring surface 78 

waters because they can serve several aims: manifesting and examining pollutant 79 

transport mechanisms or hypotheses (Aim 1, improving scientific understanding); 80 

assessing the environmental risk (Aim 2, risk assessment); estimating pollutant fluxes 81 

and locating critical source areas (Aim 3 Identifying critical source areas); and 82 

evaluating the impacts of climate change and mitigation scenarios on water quality 83 

(Aim 4, scenario analysis).  84 

Over the last few decades, water quality models concerning the quantification of 85 

nutrients (e.g., nitrogen and phosphorus) dynamics at the watershed-scale have been 86 

extensively reviewed (Robson, 2014; Rode et al., 2010; Wellen et al., 2015). In contrast, 87 

reviews on HM dynamics models remain scarce (Ouyang et al., 2017; Qiao et al., 2023). 88 

Previous reviews have focused mainly on the spatiotemporal distribution of HMs in 89 

soil and river systems, their transformation and partitioning at solid-liquid interfaces 90 

(e.g., Degryse et al., 2009), and plot, field, and river-scale numerical transport models 91 

(e.g., Carrillo‐González et al., 2006; Garneau et al., 2017). To our knowledge, a holistic 92 

description of watershed HM processes accounting for natural and anthropogenic inputs, 93 

terrestrial delivers into streams, and in-stream dynamics is lacking. The last significant 94 

and most relevant review came from a USEPA workshop in 2007 (Caruso et al., 2008), 95 

which gathered experts from academia and the government to explore state-of-the-art 96 

models for simulating metal fate and transport from different scales and application 97 

domains, such as equilibrium, stream, and watershed models. Caruso et al. (2008) stated 98 
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that existing watershed models require further testing and evaluation using more field 99 

data, and a truly calibrated watershed HM model did not exist. In the last 15 years, new 100 

HM watershed models have been developed (Meng et al., 2018; Motovilov and 101 

Fashchevskaya, 2019; Sui et al., 2022), and monitoring methods have advanced (Byrne 102 

et al., 2021; Frau et al., 2018; Hanhauser et al., 2020). However, no follow-up review 103 

has been conducted till date. Therefore, we present a contemporary analysis of existing 104 

watershed pollution models by comparing the differences in functionality and 105 

underlying assumptions to highlight the challenges and opportunities for future model 106 

research and development. 107 

Owing to the complexity of natural environmental systems, models are always 108 

necessarily simplified descriptions of reality. Moreover, models are often constructed 109 

at different levels of complexity in terms of structure, function, and processes 110 

depending on scientific knowledge, purposes, and data availability. Therefore, we 111 

evaluate models’ strengths and weaknesses in this review according to their diverse 112 

intended uses. The remainder of this review is organized as follows. Section 2 outlines 113 

the primary sources, transformation mechanisms, and transport pathways of HMs in the 114 

natural environment. Section 3 reviews contemporary HM watershed models and 115 

highlights their basic assumptions, simplifications, components, and distinctions. 116 

Section 4 summarizes the research gaps and challenges in watershed HM modeling and 117 

applications. Finally, Section 5 concludes with future research needs in HMs 118 

monitoring, modeling, and their combined use. 119 
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2 Fate and transport of HMs in the real world  120 

2.1 Sources of HMs in the environment 121 

There are two main categories of HM sources: natural and anthropogenic. Natural 122 

sources mainly include bedrock weathering, volcanic eruptions, and atmospheric 123 

deposition. Anthropogenic sources (e.g., industrial, agricultural, and municipal) have 124 

dramatically changed HM concentrations in the natural environment compared with 125 

pre-industrial times (Chen et al., 2008). For example, HM pollution in soil and water is 126 

often associated with metal mining and smelting, chemical production, dyeing and 127 

printing, and burning fossil fuels (Rauch and Pacyna, 2009). In addition, applying 128 

fertilizers, pesticides, manure, and wastewater irrigation has substantially increased 129 

HM fluxes to local water bodies near agricultural land (Shi et al., 2018). Domestic 130 

sewage discharge from treatment plants in urban areas can also contribute significant 131 

quantities of HMs to aquatic environments (Zhou et al., 2018). Vehicular exhaust and 132 

wear and tear of tires are other important HM sources (Werkenthin et al., 2014). For 133 

example, Zn isotopes in sediment cores of eight lakes across the United States indicated 134 

that vehicle emissions are the most significant source of Zn (Thapalia et al., 2015). 135 

Finally, it should be noted that human activities are deeply intertwined with natural 136 

processes, sometimes blurring the boundaries. For example, HMs emitted from 137 

industrial activities are transported through the atmosphere, deposited in the soil, and 138 

then transported to water bodies via runoff and erosion (Andronikov et al., 2021). 139 
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Water pollutants come from either point sources or dispersed sources. Thus, HM 140 

sources can also be divided into the point and nonpoint sources. A point source of 141 

pollution is discharged directly from a discernible source, such as a discharge pipe from 142 

a factory or sewage plant. For example, the Seine (Chen et al., 2008) and Rhine 143 

(Stigliani et al., 1993) river basins in Europe and Dongting Lake in China (Li et al., 144 

2013) receive most of their HM pollution from point sources. Unlike point sources, 145 

diffuse (nonpoint) sources do not originate from a specified location. Instead, they are 146 

characterized by intermittent occurrences and spatial heterogeneity, such as runoff from 147 

agricultural land during rainfall, which makes them challenging to trace and control 148 

(Patterson et al., 2013). 149 

2.2 Transformation mechanisms  150 

HM’s mobility and bioavailability in terrestrial and aquatic systems depends on 151 

chemical speciation (van Leeuwen et al., 2005). In the most simple sense, chemical 152 

speciation refers to whether a metal exists in a dissolved/solute form or a solid/particle-153 

contained form (Fig. 1). In the natural environment, several reactions can change HM 154 

speciation, such as sorption (adsorption/desorption), complexation 155 

(association/dissociation), precipitation/dissolution, diffusion into carbonates and 156 

oxyhydroxides (Degryse et al., 2009). In the solid phase, HMs are present as labile (Ml), 157 

non-labile (Mn), or inert metal (Minert) species. Labile metal can exchange rapidly with 158 

the solution phase. Furthermore, metals in the labile pool in the solid phase can slowly 159 
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transfer from/to a non-labile pool, which is a slow process taking years or longer 160 

(Buekers et al., 2008; Crout et al., 2006). In contrast, inert metals in parent minerals are 161 

unlikely to be released to a solution phase. In the solution phase, metals appear as free 162 

ions (Mn+), complexes with inorganic or organic ligands (ML), or associated with 163 

mineral colloids (MLinert) (Honeyman and Santschi, 1988). Generally, the free ions in 164 

the solution tend to react most actively with the solid phase. However, similar to inert 165 

solid metals, some metals in solution, such as those in colloidal minerals, may also be 166 

non-reactive. Metals complexes with inorganic or organic ligands could be divided into 167 

labile and non-labile ML (MLlabile and MLnon-labile) according to the dissociation rate of 168 

these complexes. 169 

Soil HM’s solubility and mobility are governed by soil properties such as soluble 170 

ligands in soil pore water, soil matrix composition (e.g., oxides, clay, and organic 171 

matter), pH, temperature, and redox potential (Young, 2013). In soil solutions, HM 172 

species are significantly affected by the presence of different organic and inorganic 173 

ligands. The soil solid phase consists of various constituents (clay minerals, organic 174 

matter, iron, and aluminum oxides); HM species in the solution react with these 175 

constituents via different mechanisms. Soil pH is considered the most critical factor 176 

influencing metal speciation in soils, thus the master variable affecting metal behavior 177 

in soil systems. In addition, the increase/decrease of soil redox potential (Eh) could 178 

regulate a series of biogeochemical reactions. For example, some variable-valence HMs 179 

such as Hg, As, Cr, and Fe could undergo valence changes within the range of redox 180 
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potentials (Carrillo ‐ Gonz á lez et al., 2006). Biomethylation could occur under 181 

anaerobic conditions, transforming the inorganic forms of Hg and As into methylated 182 

forms. 183 

 184 

Fig. 1 Schematic representation of metal species and reactions between the solid and 185 

solution phases. Broken and solid reversible arrows represent kinetically constrained 186 

and ‘instantaneous’ reactions, respectively Young (2013). 187 

2.3 Transport pathways 188 

HMs can enter river systems via various diffusion pathways, such as surface runoff, 189 

soil leaching, subsurface flow, groundwater flow, erosion, and atmospheric deposition 190 

(Fig. 2) (Foster and Charlesworth, 1996). Surface runoff occurs when the soil becomes 191 

saturated or rainfall intensity exceeds the infiltration rate (Yang et al., 2015). The 192 

amount and rate of metal fluxes in surface runoff depend on metal speciation and 193 

concentration in the soil, rainfall intensity, and watershed characteristics. Surface runoff 194 

moves quickly to the stream channel. Thus, the immediate response of the stream’s 195 
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metal concentrations to increased streamflow is an indicator of the surface runoff 196 

process because they have an immediate effect on the solutes of the stream (Runkel et 197 

al., 2016). 198 

After water infiltrates the soil, it undergoes the processes of vertical leaching and 199 

lateral flow, with the concomitant of dissolved metals. Soil leaching is the downward 200 

movement of dissolved metals in the soil profile via percolating water. Subsurface 201 

lateral flow refers to soil water processes where infiltrating water accumulates and 202 

moves laterally downslope along the upper surface of a less permeable layer in the soil. 203 

Subsurface lateral flow is abundant at the interface between the soil and bedrock, where 204 

permeability changes dramatically. A range of terms are used to refer to subsurface 205 

lateral flow, including throughflow, subsurface runoff, and interflow. The relative 206 

contribution of soil leaching or subsurface lateral flow to HM transport varies largely 207 

depending on the soil attributes and topographic and meteorological conditions. Xia et 208 

al. (2014) found that soil leaching is the dominant export pathway of soil HM in the 209 

southern Song-nen Plain of Northeast China. The subsurface flow from acid mine 210 

drainage in Cement Creek, Colorado, is the largest contributor to Zn loads in the 211 

watershed (Kimball et al. (2002). A national-scale modeling in the Netherlands reported 212 

that soil leaching was the most important contributor of Cd (20%), Zn (40%), and Pb 213 

(40%) to surface water (Bonten et al., 2008). Enhanced metal leaching is associated 214 

with acidic drainage due to high metal solubility and sulfide weathering rates under 215 

acidic conditions (RoyChowdhury et al., 2015). 216 
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Groundwater discharge is another possible input of HMs into surface waters. 217 

Groundwater containing dissolved contaminants migrates from the soil into subjacent 218 

aquifers and finally enters adjacent streams. Several hydrological and biochemical 219 

factors determine the amount of metal transported from the groundwater to streams. 220 

Generally, HM fluxes via groundwater discharge are significant in mountainous mining 221 

areas. Polluted aquifers act as long-term pollution sources for the surrounding rivers, 222 

even after mining activities have stopped (Wang et al., 2019). For example, the inputs 223 

of Cd (43%) and Zn (28%) to the Riou Mort River in France are mainly through 224 

groundwater discharge (Coynel et al. (2007). In contrast, fieldwork in the Gilt Edge 225 

Mine, South Dakota, USA, showed that metal loads from bedrock fractures contributed 226 

<1% of the total load to the creek (Caruso and Dawson, 2008). Additionally, the slow 227 

groundwater movement and HM attenuation in aquifers due to sorption could reduce 228 

the metal loads to the streams. Thus, HM transport in subsurface environments can be 229 

significant within certain landscapes and geology. 230 

Soil erosion plays an important role in the biogeochemical cycles of HMs. 231 

Scientometric analysis has revealed that erosion-induced transport is the most 232 

influential factor in HMs mitigation mechanisms (Ouyang et al., 2018). A recent 233 

national-scale study across China revealed the ubiquitous prominence of soil erosion 234 

contributions to land-to-river metal fluxes (e.g., As, Cd, Cr, Cu, Ni, Pb, Zn, and Hg) 235 

(Liu et al., 2019). 236 

In the absence of local anthropogenic inputs, atmospheric deposition is the most 237 
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significant HM input to terrestrial environments (Lofts, 2007). For example, an 238 

inventory study of HM inputs to agricultural soils in China showed that atmospheric 239 

deposition accounted for 43–85 % of the total As, Cr, Hg, Ni, and Pb inputs (Luo et al., 240 

2009). Atmospheric deposition contributes more Zn, Ni, and Pb to European 241 

agricultural soils than phosphate fertilizer application (Nziguheba and Smolders, 2008). 242 

After HMs enter rivers, a number of physical (e.g., convection, diffusion, erosion 243 

and deposition of sediments), chemical (e.g., sorption, complexation, precipitation), 244 

and biological (e.g., bioturbation) processes could influence the fate of HMs in aquatic 245 

systems to some degree (e.g., Mason, 2013). The scavenging of HMs in river water 246 

depends largely on the solid-liquid distribution and the presence/properties of 247 

suspended/riverbed sediments (Honeyman and Santschi, 1988). Most HMs entering the 248 

rivers may be immobilized and stored by adsorption onto the riverbed sediments (Peng 249 

et al., 2009). A portion of HMs that adsorbed on fine suspended solids (e.g., hydrous 250 

oxides, clays) could transport downstream over long distances (Hochella et al., 2005). 251 

In addition, "big events", such as large storms and floods, have been shown to 252 

significantly affect HMs’ remobilization and transportation (Ciszewski and Grygar, 253 

2016; Peraza-Castro et al., 2016). 254 
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 255 

Fig. 2 A schematic diagram of the heavy metal cycle at the watershed scale. 256 

3 Overview of watershed-scale HM fate and transport models 257 

3.1 Existing representative models 258 

Nine representative models were selected based on a thorough literature evaluation: 259 

L-THIA (Park et al., 2013), METALPOL (Vink and Peters, 2003), WARMF (Chen et 260 

al., 2000), ECOMAG-HM (Motovilov and Fashchevskaya, 2019), SWAT-HM (Meng 261 

et al., 2018), INCA-Metals (Whitehead et al., 2009), CTT&F (Johnson et al., 2011), 262 

TREX (Velleux et al., 2008), and TOPKAPI-ETH (Sui et al., 2022). A detailed 263 

description of each model is provided in SI. It is not intended to be an exhaustive list 264 

of all available watershed scale HM models. These representative models were selected 265 

because they are capable of simulating metal fate and transport processes at the 266 

watershed scale with various spatial and temporal resolutions. The manner of HM 267 
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fate/transport description varies among the models, ranging from simple export 268 

coefficient models (e.g., L-THIA and METALPOL) to more complex integrated 269 

watershed models (e.g., SWAT-HM and TOPKAPI-ETH). It should also be noted that 270 

urban watershed models, such as SWMM model, were not included in this review. 271 

Urban models focus more on the buildup and washoff of pollutants from impervious 272 

surfaces and subsequent transport and transformation processes in the urban water 273 

infrastructure systems. Though urban area is usually a significant part of a watershed, 274 

the prominent particularities of urban models render them incomparable with general 275 

watershed models which mainly target the natural to less urbanized environments. 276 

Useful reviews on urban water quantity and quality modeling can be found in Zoppou 277 

(2001). 278 

As mentioned in Section 2, metal behavior in the natural environment is highly 279 

complex in terms of various pollution sources, transformation reactions, and transport 280 

pathways. Therefore, models are always simplified descriptions of environmental 281 

systems with different levels of complexity. Furthermore, models have evolved over 282 

time, becoming increasingly detailed in terms of spatiotemporal resolution and the 283 

number of components and processes included. The selected models have been 284 

developed for a range of different objectives. They reflect a broad spectrum of concepts 285 

and assumptions, which can be categorized according to various criteria, including 286 

representation of processes (e.g., empirical, conceptual, process-based, or physically-287 

based), spatial scale (e.g., plot, field, or watershed), spatial discretization (e.g., lumped, 288 
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semi-distributed, and fully-distributed), and temporal scales (e.g., event-driven or long-289 

term simulation). However, it is accepted that these categories are sometimes vague, 290 

and in practice, many models include elements of different categories. Generally, two 291 

main processes (contaminant partitioning and transformation and contaminant transport) 292 

are considered in watershed-scale metal models. The contaminant transport component 293 

commonly consists of three processes: (1) overland hydrological processes, (2) soil 294 

erosion and sediment transport, and (3) in-stream processes. The main features and 295 

components of the reviewed models and associated references are summarized in Table 296 

1, with additional comparisons in Sections 3.2 and 3.3.  297 
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Table 1 Existing metal models at different spatial and temporal scales considered in this review.  298 

Model Metal speciation 

and 

transformation 

Hydrology Soil erosion In-stream Space 

discretization 

Temporal 

scale 

Distinguishing features and 

applicability 

Main developers 

and key 

references 

L-THIA Total metal 

concentration 

SCS-CN; do not 

consider the spatial 

route of NPS 

pollution 

None None Fully-

distributed 

Daily, 

yearly 

Large-scale and long-term 

total metal loads where 

surface runoff pathway 

dominates. 

Purdue 

University, USA  

(Park et al., 2013) 

METALPOL Total metal 

concentration 

A water balance 

model based on 

Rhineflow 

Modified USLE, 

sediment delivery 

ratio (SDR), and the 

specific enrichment 

ratio model 

None 

 

Fully-

distributed 

Yearly Export coefficient method, 

large-scale and long-term 

total metal loads considering 

multiple pathways but 

ignoring in-stream processes. 

Vrije University 

Amsterdam, 

Netherlands 

(Vink and Peters, 

2003) 

WARMF Two-phase 

equilibrium 

partitioning 

Overland Flow 

using Manning's 

equation 

Lateral flow using 

Darcy's Law 

ANSWERS model Continuously 

stirred tank 

reactor (CSTR) 

model 

Lumped Daily Continuously stirred tank 

reactor (CSTR) model 

Electric Power 

Research Institute 

(EPRI), USA 

(Chen et al., 

2000) 

TREX Three-phase 

equilibrium 

partitioning 

Diffusive wave 

approximation 

CASC2D-SED 

model 

Diffusive wave 

approximation 

Fully-

distributed 

Variable 

time step 

High-resolution and event-

based simulation models 

for small-scale 

applications 

Colorado State 

University, USA 

(Velleux et al., 

2008) 

SWAT-HM Three-phase 

equilibrium 

partitioning and 

reaction 

SCS-CN MUSLE Variable 

storage method 

or Muskingum 

method 

Semi-

distributed 

(HRU) 

Daily 

 

Long-term continuous 

models with reasonable 

model structure and 

computational efficiency 

suitable for meso-scale and 

large-scale watershed, easy to 

Beijing Normal 

University, China 

(Meng et al., 

2018) 
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couple with other processes 

such as carbon cycle. 

CTT&F Four-phase 

equilibrium 

partitioning 

Designed for use 

within existing 

hydrological 

modeling systems 

Designed for use 

within existing 

hydrological 

modeling systems 

Designed for 

use within 

existing 

hydrological 

modeling 

systems 

Fully-

distributed 

Variable 

time step 

Metal fate and transport 

modeling at small watershed 

scale such as arms firing 

ranges 

US Army Corps 

of Engineers 

(Johnson et al., 

2011) 

INCA-

Metals 

Two-phase 

equilibrium 

partitioning 

Quick flow, soil 

water flow and 

groundwater flow. 

Erosion is by splash 

detachment and 

flow erosion of bulk 

sediment; five grain 

size classes are 

considered for in-

stream processes 

Nonlinear 

reservoir model 

Semi-

distributed 

(landscape 

units) 

Daily Process-based representation, 

minimized data requirements 

and model structural 

complexity, easy to couple 

with other processes such as 

carbon cycle. 

Reading 

university, UK 

(Whitehead et al., 

2009) 

ECOMAG-

HM 

Two-phase 

equilibrium 

partitioning 

ECOMAG 

hydrological model 

None Kinematic 

wave equation 

Semi- 

distributed 

Daily Accounts for process of 

dissolution by melt and 

rainwater, suitable for 

snow-dominated watershed 

Russian Academy 

of Sciences, 

Russia 

(Motovilov and 

Fashchevskaya, 

2019) 

TOPKAPI-

ETH 

Four-phase 

equilibrium 

partitioning and 

reaction 

Kinematic wave 

approximation 

Overland flow 

erosion using 

transport capacity 

approach 

Kinematic 

wave 

approximation 

Fully-

distributed 

Variable 

time step 

Physically explicit 

representation of the major 

hydrology-sediment-metal 

processes with a reasonable 

computational efficiency 

suitable for small-scale 

watersheds. 

ETHZ, 

Switzerland 

(Sui et al., 2022) 

299 



19 

 

3.2 Representation of metal partitioning and transformation 300 

3.2.1 Existing metal transformation schemes 301 

Existing models generally have four levels of complexity for reaction mechanisms 302 

(Fig. 3) (Degryse et al., 2009). The level 4 scheme (Fig. 3a) represents all the main 303 

metal species and transformation processes mentioned in Section 2.2. Although 304 

conceptually appealing, it requires extensive input information, often unavailable in 305 

routine research. The level 3 scheme does not consider the differences between non-306 

labile and inert metals in the solid and solution phases. However, it requires 307 

simultaneous modeling or observation of dissolved organic matter (DOM) owing to its 308 

explicit modeling of metal complexes. The level 2 scheme consists of three metal pools: 309 

dissolved metal (Md), labile metal (Ml), and non-labile metal (Mn), in which free metal 310 

ions (Mn+) and metal complexes (ML) in solution are regarded as Md. The last and most 311 

simplified level 1 scheme consists of two pools: Md and particulate metal (Mp), in which 312 

Ml and Mn are further regarded together as Mp.  313 

As discussed above, metal partitioning and transformation in the natural world are 314 

highly complex. Several mechanistic models (also called equilibrium and geochemical 315 

models), such as MINEQL (Westall et al., 1976), MINTEQA2 (Allison et al., 1991), 316 

WHAM (Tipping, 1994), and ORCHESTRA (Meeussen, 2003), have been developed 317 

to describe metal partitioning between solid and solution, or metal speciation in solution 318 

only. For example, the WHAM model could describe metal sorption on organic matter 319 

by nonspecific electrostatic sorption and specific competition sorption (protons and 320 
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metals compete for binding to two types of sites: carboxylic and phenolic groups) 321 

(Tipping, 1998). However, watershed-scale studies rarely provide such detailed input 322 

or validation information required for these mechanistic models. Most watershed-scale 323 

models employ the simpler level 2 and level 1 schemes that conceptually capture the 324 

dominant mechanism. For level 2, the HM transformation model considers two major 325 

reactions: (1) sorption and (2) slow reactions.  326 

Sorption 327 

Sorption refers to the adsorption-desorption processes between the dissolved metal 328 

in the solution phase and the labile metal in the solid phase. Several studies have 329 

demonstrated that adsorption-desorption is the most important process affecting the 330 

mobility and bioavailability of metals (Degryse et al., 2009). Dissolved metals (solution 331 

phase, [Md]) are reversibly adsorbed onto solids and become labile adsorbed metals 332 

(solid phase, Ml). The solid-solution partition coefficient (Kd) is defined as the ratio of 333 

labile metal concentration in the solid phase to dissolved metal concentration in the 334 

solution phase when equilibrium is attained:  335 

        
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where Kd is the solid-solution partition coefficient (L kg-1), and Ml and [Md] denote the 337 

labile metal concentration in the solid phase (mg kg-1) and the dissolved metal 338 

concentration in the solution phase (mg L-1), respectively. 339 

It should be noted that Kd is an apparent (lumped) partition coefficient for 340 

describing the equilibrium speciation of metals between solid and solution phases, as it 341 
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describes both the sorption and complexation of free ions in solution rather than a single 342 

mechanism. Moreover, because Kd is a strict equilibrium concept, equilibrium is 343 

implicitly assumed when adopting the Kd-based model. Nevertheless, the Kd approach 344 

is often used in the existing watershed model for the following reasons. (1) Kd value 345 

can be determined from an extensive literature search (e.g., Allison and Allison, 2005) 346 

or estimated through laboratory adsorption/desorption batch tests. (2) Regression 347 

models can be incorporated with the Kd concept to reflect the spatial variability of soil 348 

Kd. For example, most regression models involve a multivariate linear relationship 349 

between log Kd and the routinely measured soil properties (e.g., pH and soil organic 350 

carbon) (De Groot et al., 1998). 351 

Slow reaction 352 

"Slow reaction" refers to all the slow chemical processes (between labile and non-353 

labile phases) in the solid phase, such as the intra-particle diffusion of metals in 354 

carbonates and oxyhydroxides. It is modeled as a reversible conversion between labile 355 

adsorbed metals (Ml) and their non-labile counterparts (solid phase, Mn) with kinetic 356 

rates (k1, k-1). 357 
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where k1 and k-1 are the forward and backward rates of the slow reaction (d-1). 359 

Slow reaction is included in the SWAT-HM and TOPKAPI-ETH models because it 360 

plays an important role in long-term simulations (Buekers et al., 2008; Crout et al., 361 
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2006). For example, using synthetic numerical experiments, Sui et al. (2022) 362 

demonstrated the influence of slow reactions on the transport of dissolved Cd from 363 

uplands to rivers over longer timescales (>5 years), highlighting the non-labile metal as 364 

a long-lasting source of HM pollution. 365 

 366 

 367 

Fig. 3 Graphical descriptions of the metal transformation model in the soil-water 368 

environment with different levels of complexity. Kd, ka, kd, kads, kdes, k1 and k-1 denote 369 

the equilibrium and rate constants. Modified from Degryse et al. (2009). 370 
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3.2.2 Equilibrium approach versus kinetic approach 371 

The equilibrium-based (Kd) approach is commonly used for watershed-scale water 372 

quality models in Caruso et al. (2008) review. Recently developed models (e.g., SWAT-373 

HM and TOPKAPI-ETH) have examined the equilibrium assumption adopted in the 374 

previous models to propose a new scheme (i.e., kinetic approach) to enhance their 375 

applicability. Specifically, the equilibrium assumption between the solution and solid 376 

phases without considering the slow reaction (transformation between labile and non-377 

labile pools) may not reflect reality, especially in long-term metal simulations (Sui et 378 

al., 2022). The slow reaction is described as a reversible, first-order kinetic process with 379 

kinetic constants. However, it should be mentioned that mechanism-based principles 380 

have not yet been incorporated into the existing watershed HM models, although the 381 

development of reactive transport models (RTMs) in the subsurface geochemistry 382 

community has advanced rapidly since the 1980s (Steefel et al., 2015). The reactions 383 

in RTMs models include both kinetically controlled (e.g., microbe-mediated redox 384 

reaction, mineral dissolution, and precipitation) and equilibrium-controlled ones (e.g., 385 

ion exchange, surface complexation (sorption) and aqueous complexation) (Li, 2019). 386 

A few attempts (e.g., Bao et al., 2017) have been made to bring the RTMs from the 387 

"closed" groundwater systems into the "open" watersheds. 388 

3.3 Representation of watershed-scale transport processes 389 

3.3.1 Spatial discretization and temporal scale 390 

A spatially distributed representation of the hydrology and contamination transport 391 
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processes is necessary for watershed management. Thus, the watershed model 392 

simulates water flow and contaminant dynamics across discretized landscape units. The 393 

models differ in how they account for heterogeneity within each sub-basin. In 394 

watershed-scale models, spatial representation (discretization) is typically classified 395 

into three types: (1) lumped, (2) semi-distributed, and (3) fully-distributed models (Fig. 396 

4). The lumped spatial approach does not discretize the sub-basins and represents them 397 

using average lumped parameters to represent the physical processes within each sub-398 

basin. The WARMF model follows this lumped approach (Chen et al., 2001). Semi-399 

distributed approaches are based on properties of land use, soil type, and topography, 400 

such as slope. Examples of such models are the SWAT model, which uses Hydrologic 401 

Response Units (HRUs) (Arnold et al., 2010), and the 'landscape units' in INCA-Metals 402 

(Whitehead et al., 2009). However, as the semi-distributed model, SWAT-HM fails to 403 

show the interaction between the HRUs, as they are not internally linked within the sub-404 

basin but are routed individually to the basin outlet. The fully-distributed approach 405 

divides the watershed and sub-basins into hydraulically connected elements, such as 406 

grid cells, to substantiate cell-to-cell transport. Each cell has unique properties, such as 407 

slope, land cover, and soil, in a fully-distributed model. Such an approach is 408 

implemented in TREX (Velleux et al., 2008) and CTT&F (Johnson et al., 2011). A 409 

principal advantage of a fully-distributed watershed model is the opportunity to identify 410 

the critical source areas (Aim 3) within the watershed and sub-basin, such as waste piles 411 

that contribute the most to HM transport. However, owing to the computational burden 412 

and high demand for data, applying a fully-distributed model is limited to the small and 413 
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mesoscale scale. The decreased spatial resolution of the semi-distributed model allows 414 

for a coarser calculation time step (e.g., daily), thus effectively reducing computational 415 

resources. The decreased spatial resolution of semi-distributed models allows for a 416 

coarser calculation time step (e.g., daily), thus effectively reducing computational 417 

resources. Semi-distributed models are still widely used for sub-basins prioritization 418 

when accurate location is not demanding. For instance, Chen et al. (2014) developed a 419 

framework integrating a watershed model with the Markov chain theory to pinpoint 420 

priority sub-basins. 421 

For temporal scale, watershed-scale models can be divided into two categories: 422 

event and continuous models. Event models simulate watershed responses to a single 423 

rainfall event with a fine time resolution, like an hour or minutes, and are thus suit short-424 

term simulating needs. In contrast, continuous models simulate the inter-rainfall 425 

environmental processes in the watershed as well as the rainfall events alone; thus, they 426 

usually simulate with daily timestep and suit long-term simulating needs. Among the 9 427 

selected models, TREX and TOPKAPI-ETH have the single-event simulation 428 

capability. Other models, such as INCA-Metals and SWAT-HM, are able to analyze the 429 

long-term effects of hydrological changes and water management practices. The daily 430 

time step is likely one of the best temporal resolutions for the ease of computation and 431 

availability of datasets while maintaining the capability to manifest temporal variation. 432 

The daily time resolution is probably adequate for larger creeks or rivers that are not 433 

"flashy" (i.e., the hydrograph peaks and falls back to normal flow quickly within 24 434 

hours). However, the daily time step may not be adequate to determine pollutant loads 435 
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from flashy systems. Concerning toxicity modeling (Aim 2, , risk assessment), if acute 436 

toxicity is of primary concern and the metal concentration dynamic fluctuates on an 437 

hour- or minute-scale, event models become necessary to perform reliable risk 438 

assessments. On the other hand, if chronic toxicity is an issue that does not appear until 439 

a longer exposure, such as several days, weeks, or even months, the daily time step is 440 

likely adequate. It should also be noted that although most applications of SWAT have 441 

been on a daily time step, recent modifications make the sub-daily calculation 442 

operational (Brighenti et al., 2019). These modifications include adding Green and 443 

Ampt infiltration equations using rainfall input at any time increment and channel 444 

routing at an hourly time step. 445 

 446 

 447 

Fig. 4 Spatial discretization of the watershed model: (a) lumped, (b) semi-distributed, 448 

and (c)fully-distributed. HRUs are hydrological response units. 449 
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3.3.2 Overland hydrological processes 450 

Modeling surface and subsurface hydrological processes is a prerequisite for 451 

process-based metal transport models because runoff drives soil HM deliveries into 452 

streams. Hydrological submodels in existing watershed-scale metal models can be 453 

divided into physically-based and conceptual. Every hydrological model requires two 454 

essential components: runoff generation and runoff routing. TREX and TOPKAPI are 455 

typical physically-based models that use the Green-Ampt equation to simulate 456 

infiltration and surface runoff generation. In contrast, the SCS-CN (curve number) 457 

method is widely used in models such as SWAT-HM and L-THIA to compute surface 458 

runoff. TREX and TOPKAPI route runoff using mass conservation-based continuity 459 

equations. The former uses diffusive wave approximation to simulate two-dimensional 460 

overland flow (i.e., surface runoff), while the latter uses kinematic wave approximation. 461 

They are both simpler forms of the St. Venant equations, also called dynamic wave 462 

equations. 463 

In contrast, INCA-metals use storage-based (nonlinear reservoir) equations for 464 

flow routing. Subsurface hydrological processes (e.g., interflow, groundwater flow) are 465 

the most variable hydrologic components among the watershed models. Existing 466 

models use different approaches, ranging from ignoring all forms of subsurface fluxes 467 

(e.g., L-THIA) to empirical methods (e.g., INCA-Metals) to physically based equations 468 

(e.g., TOPKAPI-ETH). It should also be mentioned that all the reviewed models either 469 

lack groundwater modules or adopt simple ones. Regarding HMs, the convection–470 
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diffusion–reaction equation (the conservation of solute mass) is the basic equation to 471 

simulate the movement of HMs driven by the hydrological flow and biogeochemical 472 

reactions (Steefel et al., 2005). Some simplifications are made in the reviewed HM 473 

models. For example, the HM transport in grid-based TOPKAPI-ETH is approximated 474 

as an advection process, neglecting the diffusion process. For semi-distributed models, 475 

the HRU or 'landscape unit' is used as the basic calculation unit to calculate the mass 476 

balance equations assuming spatial uniformity. 477 

3.3.3 Soil erosion and sediment transport 478 

As a major part of soil HM is tightly adsorbed to mineral particles, bound with 479 

organic matter, or present in parent minerals, soil erosion is the primary pathway of soil 480 

HMs to water bodies and has been studied at various scales (plot, watershed, and 481 

national scales) under natural or simulated conditions (Huang et al., 2019a; Quinton 482 

and Catt, 2007; Zheng et al., 2016). More recent studies have highlighted the important 483 

role of the water erosion pathway in the movement of HM from soils to surface waters 484 

(Liu et al., 2019). Moreover, erosion is a highly selective process that enriches the 485 

detached material with small-sized silt, clay, and organic carbon. The enrichment ratio 486 

(ER) of HM is the key variable representing the mechanisms and is defined as 487 

  (3) 488 

where C0 denotes the concentration in the original soil, and Ci represents the mean 489 

concentration in the eroded sediment. 490 

Several soil erosion and sediment yield models are available in the existing 491 
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watershed-scale metal models with different process complexity and data requirements. 492 

The erosion and transport of particle HMs are directly coupled to corresponding fluxes 493 

of sediment particles. Soil erosion models quantify the amount of soil removed from a 494 

defined area over a given period. In contrast, the sediment yield models compute the 495 

amount of soil transported to water bodies over a defined area in a given period. 496 

Therefore, it is critical to account for all erosion and sediment transport processes 497 

within a basin to assess the sediment yield. The Universal Soil Loss Equation (USLE) 498 

and its descendants (e.g., RUSLE) are empirical models widely used for predicting soil 499 

erosion. However, USLE series models do not consider sediment deposition or route 500 

sediment in a spatial context; thus, they cannot be directly used to predict watershed 501 

sediment yield. 502 

In many cases, USLE/RUSLE is applied to simulate hillslope erosion, along with 503 

sediment delivery ratios (SDRs), to determine the sediment delivered from the hillslope 504 

to water bodies. For example, METALPOL employed a modified USLE with the SDR 505 

to calculate the soil loss in river basins. The SWAT-HM uses the modified USLE 506 

(MUSLE) to simulate the sediment yield at the washed scale. MUSLE replaces the 507 

rainfall energy factor in the USLE using a runoff rate factor, fulfilling the sediment 508 

yield prediction for a single storm event by considering the runoff characteristics. 509 

Physically-based models (e.g., TREX and TOPKAPI-ETH) integrate a spatially 510 

distributed soil erosion and suspended sediment transport module. This module 511 

simultaneously accounts for 4 main sediment transport processes, advection, dispersion, 512 

erosion and deposition on a two-dimensional overland plane; the latter two processes 513 
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are determined by the local transport capacity, which depends on the overland flow 514 

discharge and surface slope (Battista et al., 2020; Prosser and Rustomji, 2000). 515 

Additionally, ECOMAG-HM does not contain a sediment component; therefore, it is 516 

unsuitable for erosion-prone areas. 517 

3.3.4 In-stream processes 518 

Current watershed metal models employ significantly different levels of 519 

complexity in modeling in-stream processes. Most models (e.g., TREX and TOPKAPI-520 

ETH) assume a one-dimensional transport along a stream reach for simplicity. Models 521 

such as SWAT-HM and WARMF assume a well-mixed water column for each channel. 522 

Regarding channel flow, TREX and TOPKAPI-ETH use diffusive wave approximation 523 

and kinematic wave approximation under the overland flow modeling. SWAT-HM 524 

provides the variable storage and Muskingum methods for water routing in the channel 525 

network. Physically-based models commonly consist of two sediment transport 526 

processes in rivers/streams: (1) advection and dispersion and (2) erosion and deposition. 527 

A simplified stream power equation calculates the maximum sediment load in river 528 

channels in SWAT-HM. Concerning the metal module, the CTT&F model includes a 529 

four-phase equilibrium partitioning (dissolved, precipitated, sorbed to sediment 530 

particles, and complexed with the dissolved organic carbon (DOC)). In contrast, some 531 

models (e.g., METALPOL) do not explicitly consider the in-stream processes but 532 

quantify the "apparent" retention behavior of metals in river systems by computing the 533 

difference between the measured load of metals at a specific river station/section and 534 
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the sum of all point and diffuse (nonpoint) sources of metal emissions, which represent 535 

the inputs into a watershed. 536 

3.3.5 Point sources and atmospheric deposition  537 

There are generally two methods for quantifying point source emissions: the 538 

measurement method and the emission factor method when the source locations are 539 

identifiable and time series of effluent discharges and metal concentrations are available. 540 

Representing the point sources in the model is relatively easy. However, detailed 541 

observations are not available in most cases. Multiplying the estimated discharge 542 

(inhabitants connected to the point source × water volume used per person per day) by 543 

the average HM concentration could be a reliable way to estimate the daily HM loads 544 

(Liu et al., 2018). Notably, this approach cannot account for short-term fluctuations in 545 

HM concentrations and loads. Moreover, detailed locations and point source emissions 546 

are unavailable in some large-scale applications. Therefore, a bottom-up approach 547 

combining the activity levels of various industry sectors with HM-specific emission 548 

factors have been preferred to evaluate the aqueous emissions of HMs (Huang et al., 549 

2019b; Wu et al., 2018). In compliance with the spatial resolution of model watershed 550 

models, the technical implementation of point source modeling differs in semi-551 

distributed model from that in fully distributed models. Semi-distributed models add 552 

point source loads to the inlets of the reaches receiving the discharge for the balance 553 

calculation, whereas fully-distributed models have the sink/source term of the river 554 

solute from the external point source appended to the transport continuity equation in a 555 
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river channel reach. 556 

Atmosphere deposition is typically considered as the model input for watershed-557 

scale water quality models. That is to say, most watershed models do not simulate 558 

atmospheric deposition processes, but instead use the measured fluxes of atmospheric 559 

deposition or simulated fluxes derived from air quality models. For example, modeling 560 

studies have mapped the global atmospheric concentrations and regional atmospheric 561 

deposition of priority heavy metals like Hg, Cd, and Pb under the United Nations’ 562 

Convention on Long-Range Transboundary Air Pollution (Ilyin et al., 2022). Mosses 563 

have been used successfully as biomonitors to map the spatial patterns of HM 564 

deposition across Europe (e.g., Harmens et al., 2010). 565 

4 Current challenges and research needs 566 

4.1 Improving the model representation of real-world processes 567 

4.1.1 Integrating with a carbon cycle module 568 

The terrestrial and aquatic carbon cycles play a critical role in the biogeochemical 569 

cycling of HMs in natural environments (Warren and Haack, 2001). For example, the 570 

decomposition of soil organic matter (SOM) and its associated processes directly 571 

influence soil carbon, oxygen, and nitrogen cycles, and indirectly regulate soil HM 572 

cycles by modulating Eh and pH. SOM decomposition reactions have long been 573 

recognized as complex and mostly microbe-mediated. Among the development and 574 

applications of 9 reviewed models, only a few works has explicitly considered the 575 

dynamic linking between SOM and HM (Du et al., 2019). In soil solutions, Metals such 576 
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as Cu and Pb may mostly be present as metal complexes, while Cd and Zn are usually 577 

present as free ions or labile complexes (Nolan et al., 2003). From the perspective of 578 

transport modeling, the total solution concentration, and not the metal speciation (e.g., 579 

free-ion and metal complex concentrations) in the solution, must be known. When the 580 

objective is to predict metal risk and toxicity (Aim 2, risk assessment), it is crucial to 581 

identify which metal species are taken up since bioavailability is influenced by the 582 

activity of free metal ions and "labile" metal complexes pool (Parker et al., 2001). 583 

However, DOM/DOC is an often-overlooked variable in data collection and modeling 584 

despite its importance in metal risk and toxicity assessments (Caruso et al., 2008). 585 

SWAT and INCA are capable of characterizing metal complex dynamics because these 586 

model families have been developed for a range of water quality variables, including 587 

organic carbon. For example, Futter et al. (2007) presented a process-based model for 588 

simulating DOC in soil and river water called the Integrated Catchments Model for 589 

Carbon (INCA-C), and Zhang et al. (2013) developed the SWAT-C model to simulate 590 

the mass balance of soil organic carbon. In addition, recent studies have enhanced the 591 

SWAT model by introducing microbe-mediated SOM turnover processes based on 592 

Microbial Kinetics and Thermodynamics model using dual Michaelis-Menten kinetics 593 

(Bhanja et al., 2019a; 2019b). Thus, SWAT-HM and INCA-metals are the most 594 

prospective model among the 9 models due to their amenability to integrate the 595 

SOM/DOM-HM interaction by taking the advantage of the existing carbon modules. 596 
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4.1.2 Reflecting on the role of the hyporheic zone 597 

The hyporheic zone is defined as the portion of a streambed that contains a mixture 598 

of surface water and groundwater (Fig. 2). All of the nine models mentioned above 599 

ignore the metal attenuation (sink) and release (source) processes in the hyporheic zone. 600 

Thus, the metal attenuation and release processes in the hyporheic zone should be 601 

incorporated to understand the transport mechanisms in the river (Aim 1, improving 602 

understanding). Biogeochemical processes (both chemical and microbial) occurring 603 

within the hyporheic zone can significantly influence the fate and transport of HMs 604 

(Boano et al., 2014; Gandy et al., 2007). For example, the Mn oxide formation in the 605 

hyporheic zone could uptake the HMs and decrease the metal loads (Fuller and Harvey, 606 

2000). In contrast, microorganisms' respiration may deplete the hyporheic zone's 607 

dissolved oxygen (Bourg and Bertin, 1993). The induced redox change could promote 608 

the dissolution of iron and manganese oxides and the adsorbed metals, causing their 609 

release into the solution and making the hyporheic zone a metal source (Coynel et al., 610 

2007). Hyporheic zones are closely dependent on riverbed morphology and hence vary 611 

with higher spatial resolution. Meanwhile, the river morphology could affect the 612 

physicochemical properties of river sediment and floodplain soil and thus contribute to 613 

the further redistribution of HMs (Wei et al., 2022). Integrating hyporheic zones into 614 

the watershed model may be cumbersome for semi-distributed models because of their 615 

predefined flow direction and usually an inadequate resolution of the reach channel. On 616 

the other hand, fully-distributed models with grid cell discretization have better 617 
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potential to model hyporheic exchange in detail. Integrating the transient storage reach-618 

scale models (e.g., OTIS) within the fully-distributed watershed framework could be a 619 

solution. However, it is still challenging because of the high data requirements to reflect 620 

the remarkable heterogeneity of hyporheic exchange across the river network. 621 

4.1.3 Refining the solid/liquid distribution (Kd) in rivers 622 

In rivers, the fate of HMs depends on their solid/liquid distribution between water 623 

and suspended solid (SS) phases and the behavior of these two phases according to 624 

hydro-sedimentary processes. The solid/liquid fractionation is usually modeled with the 625 

fixed "Kd" using the recommended screening values or finite field measurements. 626 

However, the Kd variability is in the order of magnitudes depending on several 627 

environmental factors, such as SS, DOM/DOC content, and pH (Lu and Allen, 2006). 628 

None of the existing HM models has the capability to reflect the dynamic changes in 629 

Kd values under different hydrological conditions. Recently, Tomczak et al. (2019) 630 

compiled a database containing 8564 Kd values from 50 elements with their potential 631 

explanatory factors and determined the Kd distributions for in situ water/SS conditions 632 

as a function of SS, DOC, and pH. For example, assuming a log-normal distribution, 633 

the changes of geometric mean (Kd) and geometric standard deviation (Kd) were 634 

identified as power laws of m/V (ratio of solid mass to water volume) for Cd, Cu, Hg 635 

and Pb (Fig. 4 in Tomczak et al. 2019). Adding such relations to existing models could 636 

reduce the global variability of Kd values. 637 
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4.2 Gearing toward mitigation practices and climate change 638 

Measuring pollution loads from all pathways within a watershed and evaluating the 639 

effectiveness of mitigation practices through actual implementation in the field is time-640 

consuming and resource intensive. Numerical models can be valuable tools for 641 

developing targeted remediation strategies and assessing the impact of climate change 642 

on water quality. However, only a few watershed-scale HM models have considered 643 

mitigation practices. For example, Whitehead et al. (2009) investigated a range of 644 

cleanup scenarios considering point source reductions to evaluate the effects of mine 645 

restoration on water quality. Nonpoint source control measures should be evaluated in 646 

future watershed management plans because numerous studies suggest they play an 647 

important role in metal transport at the watershed scale (Liu et al., 2019; Zhou et al., 648 

2023). For example, soil conservation measures (e.g., terracing, contour farming, and 649 

strip cropping) are common management operations for soil pollution control. 650 

Additionally, the extensive use of nitrogen fertilizers has resulted in significant soil 651 

acidification in several areas of China over the last three decades. This has contributed 652 

to increased metal availability and metal loss in soil (Guo et al., 2010). Field 653 

experiments have shown that liming can effectively reduce Cd accumulation in rice 654 

grains, as it increases soil pH and reduces Cd's bioavailability (CaCl2-extractable) in 655 

the rhizosphere (Chen et al., 2018). Therefore, further investigations are required to 656 

represent mitigation practices in watershed-scale HM models for effective management 657 

decisions. 658 
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Climate change is modifying metal deliveries from soil to water due to changes in 659 

hydrological processes (Byrne et al., 2012). For example, in the Snake River watershed 660 

in the Rocky Mountains, USA, intensified generation of Acid Mine Drainage has been 661 

linked to warmer summer air temperatures and earlier drying of shallow soils, which 662 

expands weathering fronts and promotes oxidation (Rue and McKnight, 2021). In UK 663 

watersheds where low river flows are expected to occur more frequently and severely 664 

due to climate change, metal-rich groundwater may significantly influence stream 665 

metal concentrations (Byrne et al., 2020). Thus, assessing metal transport dynamics and 666 

responses to climate change scenarios is essential to develop effective watershed 667 

management strategies. 668 

4.3 Reforming model calibration and uncertainty analysis 669 

In the watershed-scale models, except for the physical parameters, some 670 

parameters are difficult to measure directly; therefore, they must be estimated from the 671 

collected data through a calibration procedure (Herrera et al., 2022). Calibration can be 672 

conducted manually by trial and error or automatically through a computer-based 673 

procedure or a combination of the two. Currently, the general sequence for calibrating 674 

a watershed-scale HM model is as follows:1) calibration of hydrological parameters, 675 

focusing on the proportion of surface runoff and baseflow; 2) calibration of sediment 676 

parameters, focusing on the ratio of upland and channel erosions; and 3) calibration of 677 

metal parameters, focusing on the land-to-river metal fluxes and riverine metal 678 

concentrations and loads (Meng et al., 2018; Sui et al., 2022).  679 
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Although numerous algorithms and tools exist for parameter calibration, the non-680 

uniqueness feature (equifinality) in calibration makes the estimation of a unique or best 681 

parameter set meaningless (Abbaspour, 2022; Beven, 2006). Given the various types 682 

and sources of uncertainty, no calibration problem in the hydrology and water quality 683 

domain is uniquely solvable. In other words, if a single model (a best parameter set) fits 684 

the measurements well, many models (multiple parameter sets) exist that can achieve 685 

statistically similar model accuracy. For example, a model may exhibit satisfactory 686 

statistical agreement with measured streamflow data while misrepresenting flow 687 

pathways (e.g., surface runoff, lateral flow, and baseflow). 688 

Mitigation of the non-uniqueness problem may be partially achieved by: (1) 689 

improving model representation and developing more robust models (discussed in 690 

Section 4.1), (2) implementing thorough parameter sensitivity analyses prior to 691 

calibration, (3) collecting more and better quality data (e.g., incorporating soft data) 692 

and extracting more information from the collected data, and (4) obtaining 693 

unconditional parameters through multi-variable, multi-objective calibration 694 

procedures. For example, sensitivity analysis can reduce the number of parameters for 695 

calibration by identifying the parameters with negligible influence on the output, 696 

thereby reducing the combinations of parameter sets that produce similar results. Some 697 

studies have separately calibrated surface runoff and baseflow (Zhang et al., 2011). 698 

Calibrating metal parameters using both dissolved and total metal concentrations could 699 

also improve parameter identifiability. For example, a long-term and high-frequency 700 

estimation of metal concentrations and fluxes in rivers could be obtained by analyzing 701 
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the relationship between sporadic sampled (dissolved/particulate/total) metal 702 

concentrations and continuously monitored proxy indicators (e.g., 703 

discharge/SS/turbidity) (Nasrabadi et al., 2016). 704 

Moreover, tracer and isotope data may assist watershed-scale model calibration 705 

because they provide information on both hydrologic pathways and specific 706 

contaminants (Jensen et al., 2018). Multi-objective (e.g., multi-criteria and multi-707 

variable) calibration routines have been proposed to estimate model parameters using 708 

multiple types of data (Bennett et al., 2013). The use of soft data in automated 709 

calibration procedures is also recommended to constrain the model equifinality and 710 

improve the model's realism (Arnold et al., 2015). Typical soft data for metal modeling 711 

could be long-term average sediment yield, event mean concentration, and source 712 

apportionment using isotope analysis. 713 

Recognizing and quantifying model uncertainties are vital for applying watershed 714 

HM models. As mentioned above, the uncertainties could be introduced by model 715 

validation data (e.g., limited data) and model structures (e.g., different representations 716 

of metal transformation). It should also be noted that model input (e.g., precipitation, 717 

DEM, digital elevation model) is another non-negligible source (Shen et al., 2012). The 718 

precision of the DEM is expected to affect the delineation of watersheds and the 719 

calculation of terrain factors (e.g., slope, slope length), which will further influence 720 

models' simulations of flow, sediment, and metal transport processes (Wechsler, 2007). 721 

Most HM model studies have been calibrated against HM concentrations in river water 722 

but occasionally report model uncertainty. Zhou et al. (2020) applied the SUFI-2 723 
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algorithm (Abbaspour et al., 2007) and behavioral simulations (e.g., model 724 

performance above a threshold of one/multiple objective functions) to represent the 725 

metal flux uncertainty. Thus, further research is needed to quantify uncertainty and its 726 

relative source strengths to support robust decision-making. Some existing long-term 727 

and high-frequency datasets in experimental watersheds (e.g., Neal et al., 2013) provide 728 

a valuable opportunity for model comparison, testing, and reducing model uncertainty. 729 

4.4 Balancing model complexity and data requirements 730 

In Section 3, the problems of model complexity and data requirements have been 731 

raised. Well-informed modeling relies on a well-designed monitoring network. 732 

However, an enormous amount of input and calibration data is required to build and 733 

calibrate complex water quality models. Moreover, the data requirements of water 734 

quality models vary with model complexity and purpose. Thus, in addition to collecting 735 

more and better quality monitoring data, it is necessary to determine the amount of data 736 

(Ledergerber et al., 2019) and the value of the data (Abbaspour et al., 1996) to be 737 

collected. The optimal experimental design (OED) technique is a useful tool for 738 

identifying data shortages and maximizing available information behind the 739 

measurement data. For example, suppose a new dataset is to be collected; model-based 740 

OED can evaluate the informational gain from the perspective of model calibration 741 

from a bundle of proposed experiments and help reach a cost-effective experimental 742 

design (Vanrolleghem et al., 1995). 743 

Regarding better quality monitoring data, existing monitoring protocols by 744 
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environmental regulators often collect grab samples, which cannot detect dynamic 745 

changes in HM concentrations, particularly during high-flow periods (Neal et al., 2012). 746 

Future research should incorporate the new advancements in sampling and analytical 747 

technologies which enable more representative and efficient measurement of HMs in 748 

soil and water. For instance, Frau et al. (2018) investigated the possibility of using novel 749 

electromagnetic wave sensors for the real-time and continuous monitoring of HMs in 750 

surface water. Moreover, several studies have applied the tracer injection and synoptic 751 

sampling (TISS) method to quantify the spatially detailed point and nonpoint metal 752 

fluxes to streams, which could be crucial data for multi-objective calibration in 753 

watershed-scale models (Byrne et al., 2021; Kimball et al., 2002). TISS uses 754 

conservative tracers (typically bromide or chloride) and synchronous (or synoptic) 755 

water sampling to measure the flow and pollutants concentrations. For example, the 756 

TISS method revealed the spatial profiles of dissolved, colloidal, and total Zn loads in 757 

Cement Creek, Colorado, USA (Fig. 9 in Kimball et al., 2002). Furthermore, a new 758 

paradigm called SEPSTAT has been proposed for effective heavy metal monitoring 759 

based on dry preservation: solid-phase extraction, preservation, storage, transport, and 760 

analysis of trace contaminants. It was designed to overcome the logistical challenge and 761 

could create the required large-scale data in resource-limited settings. (Hanhauser et al., 762 

2020). In addition, hyperspectral remote sensing offers a non-destructive and real-time 763 

method for retrieving soil metal concentrations, which could facilitate the simulation of 764 

ubiquitous spatial heterogeneity in watershed-scale HM models (Nawar et al., 2020). 765 
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5 Conclusions and recommendations 766 

This study provided an overview of the current generation of watershed-scale HM 767 

models in terms of their simplifications and assumptions, components and functions, 768 

strengths and weaknesses. The primary conclusions and recommendations, including 769 

model improvement, data acquisition, and their combined use, are as follows: 770 

 Model development in compliance with the intended use 771 

The future directions of model development were identified for four different aims. 772 

For Aim 1 (improving understanding), the metal attenuation and release processes in 773 

the hyporheic zone, as well as the dynamic Kd should be incorporated to understand the 774 

transport mechanisms in the river. SOM/DOM module and sub-daily schemes should 775 

be incorporated when the objective is to predict better metal toxicity and risk (Aim 2, 776 

risk assessment). For Aim 3 (identifying critical source areas), fully-distributed models 777 

would be suitable for small-to mesoscale watersheds, while semi-distributed models 778 

with the Markov chains theory could be applied on large scale watersheds. Aim 4 779 

(scenario analysis) requires an improved representation of mitigation practices in 780 

existing models to inform effective management decisions.  781 

 Data acquisition through numerical and field experiments 782 

Watershed HM studies as a whole suffer from a lack of spatiotemporal 783 

measurements. Model developers and experimental researchers should work together 784 

to ensure that our models reflect the best available systems understanding and to ensure 785 

that monitoring programs provide the maximum information models require. Both 786 



43 

 

virtual (e,g., OED technique) and actual (e.g., TISS method) experiments could be 787 

helpful to optimize experimental schemes and obtain better quality data.  788 

 'Benchmark' models/codes and data sets for model application 789 

The comparison and evaluation of available metal models using real data sets need 790 

to be done for developing benchmark models/data and pre-and post-processing tools to 791 

facilitate better visualization, accessibility, and commutations. The existing 792 

experimental watersheds with long-term and high-frequency data provide a valuable 793 

opportunity. Ultimately, the goal is to establish a flexible framework that combines 794 

hydrology, sediment, and chemical sub-models at various levels of complexity to match 795 

the available data and support the corresponding model purpose.  796 



44 

 

 797 

Data availability 798 

No data was used for the research described in the article. 799 

 800 

Declaration of Competing Interest  801 

The authors declare no competing financial interest. 802 

 803 

Acknowledgments 804 

This work was supported by the National Natural Science Foundation of China 805 

(42107425), the National Key Research and Development Program 806 

(2021YFC3201000), and China Postdoctoral Science Foundation (2021M702959).   807 



45 

 

References 808 

Abbaspour, K.C. (2022) The fallacy in the use of the “best-fit” solution in hydrologic 809 

modeling. Science of The Total Environment 802, 149713. 810 

https://doi.org/10.1016/j.scitotenv.2021.149713. 811 

Abbaspour, K.C., Schulin, R., Schläppi, E. and Flühler, H. (1996) A Bayesian approach 812 

for incorporating uncertainty and data worth in environmental projects. 813 

Environmental Modeling & Assessment 1(3), 151-158. 814 

https://doi.org/10.1007/BF01874902. 815 

Abbaspour, K.C., Yang, J., Maximov, I., Siber, R., Bogner, K., Mieleitner, J., Zobrist, J. 816 

and Srinivasan, R. (2007) Modelling hydrology and water quality in the pre-817 

alpine/alpine Thur watershed using SWAT. Journal of Hydrology 333(2), 413-818 

430. https://doi.org/10.1016/j.jhydrol.2006.09.014. 819 

Allison, J.D. and Allison, T.L. (2005) Partition coefficients for metals in surface water, 820 

soil, and waste. Rep. EPA/600/R-05 74. 821 

Allison, J.D., Brown, D.S. and Novo-Gradac, K.J. (1991) MINTEQA2/PRODEFA2, a 822 

geochemical assessment model for environmental systems: Version 3. 0 user's 823 

manual, U.S.EPA. 824 

Andronikov, A.V., Novak, M., Oulehle, F., Chrastny, V., Sebek, O., Andronikova, I.E., 825 

Stepanova, M., Sipkova, A., Hruska, J., Myska, O., Chuman, T., Veselovsky, F., 826 

Curik, J., Prechova, E. and Komarek, A. (2021) Catchment runoff in industrial 827 

areas exports legacy pollutant Zinc from the topsoil rather than geogenic Zn. 828 

Environmental Science & Technology 55(12), 8035-8044. 829 

https://doi.org/10.1021/acs.est.1c01167. 830 

Arnold, G.J., Allen, M.P., Volk, M., Williams, R.J. and Bosch, D.D. (2010) Assessment 831 

of different representations of spatial variability on SWAT model performance. 832 

Transactions of the ASABE 53(5), 1433-1443. 833 

https://doi.org/10.13031/2013.34913. 834 

Arnold, G.J., Youssef, A.M., Yen, H., White, J.M., Sheshukov, Y.A., Sadeghi, M.A., 835 

Moriasi, N.D., Steiner, L.J., Amatya, M.D., Wayne Skaggs, R., Haney, B.E., 836 

Jeong, J., Arabi, M. and Gowda, H.P. (2015) Hydrological processes and model 837 

representation: impact of soft data on calibration. Transactions of the ASABE 838 

58(6), 1637-1660. https://doi.org/10.13031/trans.58.10726. 839 

Bao, C., Li, L., Shi, Y. and Duffy, C. (2017) Understanding watershed 840 

hydrogeochemistry: 1. Development of RT-Flux-PIHM. Water Resources 841 

Research 53(3), 2328-2345. https://doi.org/10.1002/2016WR018934. 842 

Battista, G., Molnar, P. and Burlando, P. (2020) Modelling impacts of spatially variable 843 

erosion drivers on suspended sediment dynamics. Earth Surface Dynamics 8(3), 844 

619-635. https://doi.org/10.5194/esurf-8-619-2020. 845 

Bennett, N.D., Croke, B.F.W., Guariso, G., Guillaume, J.H.A., Hamilton, S.H., 846 

Jakeman, A.J., Marsili-Libelli, S., Newham, L.T.H., Norton, J.P., Perrin, C., 847 

Pierce, S.A., Robson, B., Seppelt, R., Voinov, A.A., Fath, B.D. and Andreassian, 848 

V. (2013) Characterising performance of environmental models. Environmental 849 



46 

 

Modelling & Software 40, 1-20. https://doi.org/10.1016/j.envsoft.2012.09.011. 850 

Beven, K. (2006) A manifesto for the equifinality thesis. Journal of Hydrology 320(1), 851 

18-36. https://doi.org/10.1016/j.jhydrol.2005.07.007. 852 

Bhanja, S.N., Wang, J., Shrestha, N.K. and Zhang, X. (2019a) Microbial kinetics and 853 

thermodynamic (MKT) processes for soil organic matter decomposition and 854 

dynamic oxidation-reduction potential: Model descriptions and applications to 855 

soil N2O emissions. Environmental Pollution 247, 812-823. 856 

https://doi.org/10.1016/j.envpol.2019.01.062. 857 

Bhanja, S.N., Wang, J., Shrestha, N.K. and Zhang, X. (2019b) Modelling microbial 858 

kinetics and thermodynamic processes for quantifying soil CO2 emission. 859 

Atmospheric Environment 209, 125-135. 860 

https://doi.org/10.1016/j.atmosenv.2019.04.014. 861 

Boano, F., Harvey, J.W., Marion, A., Packman, A.I., Revelli, R., Ridolfi, L. and 862 

Wörman, A. (2014) Hyporheic flow and transport processes: Mechanisms, 863 

models, and biogeochemical implications. Reviews of Geophysics 52(4), 603-864 

679. https://doi.org/10.1002/2012RG000417. 865 

Bonten, L.T.C., Römkens, P.F.A.M. and Brus, D.J. (2008) Contribution of heavy metal 866 

leaching from agricultural soils to surface water loads. Environmental Forensics 867 

9(2-3), 252-257. https://doi.org/10.1080/15275920802122981. 868 

Borch, T., Kretzschmar, R., Kappler, A., Cappellen, P.V., Ginder-Vogel, M., Voegelin, 869 

A. and Campbell, K. (2010) Biogeochemical redox processes and their Impact 870 

on contaminant dynamics. Environmental Science & Technology 44(1), 15-23. 871 

https://doi.org/10.1021/es9026248. 872 

Bourg, A.C.M. and Bertin, C. (1993) Biogeochemical processes during the infiltration 873 

of river water into an alluvial aquifer. Environmental Science & Technology 874 

27(4), 661-666. https://doi.org/10.1021/es00041a009. 875 

Brighenti, T.M., Bonumá, N.B., Srinivasan, R. and Chaffe, P.L.B. (2019) Simulating 876 

sub-daily hydrological process with SWAT: a review. Hydrological Sciences 877 

Journal 64(12), 1415-1423. https://doi.org/10.1080/02626667.2019.1642477. 878 

Buekers, J., Degryse, F., Maes, A. and Smolders, E. (2008) Modelling the effects of 879 

ageing on Cd, Zn, Ni and Cu solubility in soils using an assemblage model. 880 

European Journal of Soil Science 59(6), 1160-1170. 881 

https://doi.org/10.1111/j.1365-2389.2008.01053.x. 882 

Byrne, P., Onnis, P., Runkel, R.L., Frau, I., Lynch, S.F.L. and Edwards, P. (2020) 883 

Critical shifts in trace metal transport and remediation performance under future 884 

low river flows. Environmental Science & Technology 54(24), 15742-15750. 885 

https://doi.org/10.1021/acs.est.0c04016. 886 

Byrne, P., Wood, P.J. and Reid, I. (2012) The impairment of river systems by metal 887 

mine contamination: a review including remediation options. Critical Reviews 888 

in Environmental Science and Technology 42(19), 2017-2077. 889 

https://doi.org/10.1080/10643389.2011.574103. 890 

Byrne, P., Yendell, A., Frau, I. and Todd, A.M.L. (2021) Identification and prioritisation 891 



47 

 

of mine pollution sources in a temperate watershed using tracer injection and 892 

synoptic sampling. Mine Water and the Environment 40(4), 980-993. 893 

https://doi.org/10.1007/s10230-021-00792-0. 894 

Carrillo‐González, R., Šimůnek, J., Sauvé, S. and Adriano, D. (2006) Advances in 895 

Agronomy, pp. 111-178, Academic Press. 896 

Caruso, B.S., Cox, T.J., Runkel, R.L., Velleux, M.L., Bencala, K.E., Nordstrom, D.K., 897 

Julien, P.Y., Butler, B.A., Alpers, C.N., Marion, A. and Smith, K.S. (2008) 898 

Metals fate and transport modelling in streams and watersheds: state of the 899 

science and USEPA workshop review. Hydrological Processes 22(19), 4011-900 

4021. https://doi.org/10.1002/hyp.7114. 901 

Caruso, B.S. and Dawson, H.E. (2008) Impacts of groundwater metal loads from 902 

bedrock fractures on water quality of a mountain stream. Environmental 903 

Monitoring and Assessment 153(1), 405. https://doi.org/10.1007/s10661-008-904 

0367-6. 905 

Chen, C.W., Herr, J. and Weintraub, L. (2000) Watershed analysis risk management 906 

framework (WARMF)—User’s guide: Documentation of graphical user 907 

interface. Technical Rep 1000729. 908 

Chen, C.W., Herr, J. and Weintraub, L. (2001) Watershed Analysis Risk Management 909 

Framework (WARMF): Update One–a decision support system for watershed 910 

analysis and total maximum daily load calculation, allocation and 911 

implementation. Technical Rep 1005181. 912 

Chen, H., Zhang, W., Yang, X., Wang, P., McGrath, S.P. and Zhao, F.-J. (2018) Effective 913 

methods to reduce cadmium accumulation in rice grain. Chemosphere 207, 699-914 

707. https://doi.org/10.1016/j.chemosphere.2018.05.143. 915 

Chen, J., Gaillardet, J. and Louvat, P. (2008) Zinc isotopes in the Seine River waters, 916 

France: a probe of anthropogenic contamination. Environmental Science & 917 

Technology 42(17), 6494-6501. https://doi.org/10.1021/es800725z. 918 

Chen, L., Zhong, Y., Wei, G., Cai, Y. and Shen, Z. (2014) Development of an integrated 919 

modeling approach for identifying multilevel non-point-source priority 920 

management areas at the watershed scale. Water Resources Research 50(5), 921 

4095-4109. https://doi.org/10.1002/2013WR015041. 922 

Ciszewski, D. and Grygar, T.M. (2016) A Review of flood-related storage and 923 

remobilization of heavy metal pollutants in river systems. Water, Air, & Soil 924 

Pollution 227(7), 239. 10.1007/s11270-016-2934-8. 925 

Coynel, A., Schäfer, J., Dabrin, A., Girardot, N. and Blanc, G. (2007) Groundwater 926 

contributions to metal transport in a small river affected by mining and smelting 927 

waste. Water Research 41(15), 3420-3428. 928 

https://doi.org/10.1016/j.watres.2007.04.019. 929 

Crout, N.M.J., Tye, A.M., Zhang, H., McGrath, S.P. and Young, S.D. (2006) Kinetics 930 

of metal fixation in soils: Measurement and modeling by isotopic dilution. 931 

Environmental Toxicology and Chemistry 25(3), 659-663. 932 

https://doi.org/10.1897/05-069R.1. 933 



48 

 

De Groot, A.C., Peijnenburg, W., Ritsema, R. and van Veen, R.P.M. (1998) Heavy 934 

metals in Dutch field soils: an experimental and theoretical study on equilibrium 935 

partitioning, Rijksinstituut voor Volksgezondheid en Milieu RIVM. 936 

Degryse, F., Smolders, E. and Parker, D.R. (2009) Partitioning of metals (Cd, Co, Cu, 937 

Ni, Pb, Zn) in soils: concepts, methodologies, prediction and applications – a 938 

review. European Journal of Soil Science 60(4), 590-612. 939 

https://doi.org/10.1111/j.1365-2389.2009.01142.x. 940 

Du, X., Shrestha, N.K. and Wang, J. (2019) Incorporating a non-reactive heavy metal 941 

simulation module into SWAT model and its application in the Athabasca oil 942 

sands region. Environmental Science and Pollution Research 26(20), 20879-943 

20892. https://doi.org/10.1007/s11356-019-05334-4. 944 

Duffus, J.H. (2002) "Heavy metals" a meaningless term? (IUPAC Technical Report). 945 

Pure and applied chemistry 74(5), 793-807. 946 

Foster, I.D.L. and Charlesworth, S.M. (1996) Heavy metals in the hydrological cycle: 947 

Trends and explanation. Hydrological Processes 10(2), 227-261. 948 

https://doi.org/10.1002/(SICI)1099-1085(199602)10:2<227::AID-949 

HYP357>3.0.CO;2-X. 950 

Frau, I., Korostynska, O., Mason, A. and Byrne, P. (2018) Comparison of 951 

Electromagnetic Wave Sensors with Optical and Low-frequency Spectroscopy 952 

Methods for Real-time Monitoring of Lead Concentrations in Mine Water. Mine 953 

Water and the Environment 37(3), 617-624. https://doi.org/10.1007/s10230-954 

018-0511-7. 955 

Fuller, C.C. and Harvey, J.W. (2000) Reactive uptake of trace metals in the hyporheic 956 

zone of a mining-contaminated stream, Pinal Creek, Arizona. Environmental 957 

Science & Technology 34(7), 1150-1155. https://doi.org/10.1021/es990714d. 958 

Futter, M.N., Butterfield, D., Cosby, B.J., Dillon, P.J., Wade, A.J. and Whitehead, P.G. 959 

(2007) Modeling the mechanisms that control in-stream dissolved organic 960 

carbon dynamics in upland and forested catchments. Water Resources Research 961 

43(2). https://doi.org/10.1029/2006WR004960. 962 

Gandy, C.J., Smith, J.W.N. and Jarvis, A.P. (2007) Attenuation of mining-derived 963 

pollutants in the hyporheic zone: A review. Science of The Total Environment 964 

373(2), 435-446. https://doi.org/10.1016/j.scitotenv.2006.11.004. 965 

Garneau, C., Sauvage, S., Sánchez-Pérez, J.M., Lofts, S., Brito, D., Neves, R. and 966 

Probst, A. (2017) Modelling trace metal transfer in large rivers under dynamic 967 

hydrology: A coupled hydrodynamic and chemical equilibrium model. 968 

Environmental Modelling & Software 89, 77-96. 969 

https://doi.org/10.1016/j.envsoft.2016.11.018. 970 

Guo, J.H., Liu, X.J., Zhang, Y., Shen, J.L., Han, W.X., Zhang, W.F., Christie, P., 971 

Goulding, K.W.T., Vitousek, P.M. and Zhang, F.S. (2010) Significant 972 

acidification in major Chinese croplands. Science 327(5968), 1008-1010. 973 

https://doi.org/10.1126/science.1182570. 974 

Hanhauser, E., Bono, M.S., Vaishnav, C., Hart, A.J. and Karnik, R. (2020) Solid-phase 975 

extraction, preservation, storage, transport, and analysis of trace contaminants 976 



49 

 

for water quality monitoring of heavy metals. Environmental Science & 977 

Technology 54(5), 2646-2657. https://doi.org/10.1021/acs.est.9b04695. 978 

Harmens, H., Norris, D.A., Steinnes, E., Kubin, E., Piispanen, J., Alber, R., 979 

Aleksiayenak, Y., Blum, O., Coşkun, M., Dam, M., De Temmerman, L., 980 

Fernández, J.A., Frolova, M., Frontasyeva, M., González-Miqueo, L., 981 

Grodzińska, K., Jeran, Z., Korzekwa, S., Krmar, M., Kvietkus, K., Leblond, S., 982 

Liiv, S., Magnússon, S.H., Maňkovská, B., Pesch, R., Rühling, Å., Santamaria, 983 

J.M., Schröder, W., Spiric, Z., Suchara, I., Thöni, L., Urumov, V., Yurukova, L. 984 

and Zechmeister, H.G. (2010) Mosses as biomonitors of atmospheric heavy 985 

metal deposition: Spatial patterns and temporal trends in Europe. Environmental 986 

Pollution 158(10), 3144-3156. https://doi.org/10.1016/j.envpol.2010.06.039. 987 

Herrera, P.A., Marazuela, M.A. and Hofmann, T. (2022) Parameter estimation and 988 

uncertainty analysis in hydrological modeling. WILEY INTERDISCIPLINARY 989 

REVIEWS-WATER 9(1). https://doi.org/10.1002/wat2.1569. 990 

Hochella, M.F., Moore, J.N., Putnis, C.V., Putnis, A., Kasama, T. and Eberl, D.D. (2005) 991 

Direct observation of heavy metal-mineral association from the Clark Fork 992 

River Superfund Complex: Implications for metal transport and bioavailability. 993 

Geochimica et Cosmochimica Acta 69(7), 1651-1663. 994 

https://doi.org/10.1016/j.gca.2004.07.038. 995 

Honeyman, B.D. and Santschi, P.H. (1988) Metals in aquatic systems. Environmental 996 

Science & Technology 22(8), 862-871. https://doi.org/10.1021/es00173a002. 997 

Hong, S., Candelone, J.-P., Patterson Clair, C. and Boutron Claude, F. (1994) Greenland 998 

ice evidence of hemispheric Lead pollution two millennia ago by Greek and 999 

Roman civilizations. Science 265(5180), 1841-1843. 1000 

https://doi.org/10.1126/science.265.5180.1841. 1001 

Huang, B., Yuan, Z., Li, D., Nie, X., Xie, Z., Chen, J., Liang, C., Liao, Y. and Liu, T. 1002 

(2019a) Loss characteristics of Cd in soil aggregates under simulated rainfall 1003 

conditions. Science of The Total Environment 650, 313-320. 1004 

https://doi.org/10.1016/j.scitotenv.2018.08.327. 1005 

Huang, Y., Zhou, B., Li, N., Li, Y., Han, R., Qi, J., Lu, X., Li, S., Feng, C. and Liang, 1006 

S. (2019b) Spatial-temporal analysis of selected industrial aquatic heavy metal 1007 

pollution in China. Journal of Cleaner Production 238, 117944. 1008 

https://doi.org/10.1016/j.jclepro.2019.117944. 1009 

Ilyin, I., Batrakova, N., Gusev, A., Kleimenov, M., Rozovskaya, O., Shatalov, V., 1010 

Strizhkina, I., Travnikov, O., Vulykh, N. and Breivik, K. (2022) Assessment of 1011 

heavy metal and POP pollution on global, regional and national scales. EMEP 1012 

Status Report. 1013 

Jarvis, A., Fox, A., Gozzard, E., Hill, S., Mayes, W. and Potter, H. (2007) Prospects for 1014 

effective national management of abandoned metal mine water pollution in the 1015 

UK, pp. 27-31, Proceedings of the international mine water association 1016 

symposium. 1017 

Jensen, A., Ford, W., Fox, J. and Husic, A. (2018) Improving in-stream nutrient routines 1018 

in water quality models using stable isotope tracers: a review and synthesis. 1019 



50 

 

Transactions of the ASABE 61(1), 139-157. 1020 

https://doi.org/10.13031/trans.12545. 1021 

Johnson, A.C., Jürgens, M.D., Su, C., Zhang, M., Zhang, Y., Shi, Y., Sweetman, A., Jin, 1022 

X. and Lu, Y. (2018) Which commonly monitored chemical contaminant in the 1023 

Bohai region and the Yangtze and Pearl Rivers of China poses the greatest threat 1024 

to aquatic wildlife? Environmental Toxicology and Chemistry 37(4), 1115-1121. 1025 

https://doi.org/10.1002/etc.4042. 1026 

Johnson, B., Zhang, Z., Velleux, M. and Julien, P. (2011) Development of a distributed 1027 

watershed contaminant transport, transformation, and fate (CTT&F) sub-model. 1028 

Soil and Sediment Contamination: An International Journal 20(6), 702-721. 1029 

https://doi.org/10.1080/15320383.2011.594111. 1030 

Kimball, B.A., Runkel, R.L., Walton-Day, K. and Bencala, K.E. (2002) Assessment of 1031 

metal loads in watersheds affected by acid mine drainage by using tracer 1032 

injection and synoptic sampling: Cement Creek, Colorado, USA. Applied 1033 

Geochemistry 17(9), 1183-1207. https://doi.org/10.1016/S0883-1034 

2927(02)00017-3. 1035 

Le Roux, G., Hansson, S.V., Claustres, A., Binet, S., De Vleeschouwer, F., Gandois, L., 1036 

Mazier, F., Simonneau, A., Teisserenc, R., Allen, D., Rosset, T., Haver, M., Da 1037 

Ros, L., Galop, D., Durantez, P., Probst, A., Sánchez-Pérez, J.M., Sauvage, S., 1038 

Laffaille, P., Jean, S., Schmeller, D.S., Camarero, L., Marquer, L. and Lofts, S. 1039 

(2020) Trace metal legacy in mountain environments. Biogeochemical Cycles, 1040 

191-206. https://doi.org/10.1002/9781119413332.ch9. 1041 

Ledergerber, J.M., Maruéjouls, T. and Vanrolleghem, P.A. (2019) Optimal experimental 1042 

design for calibration of a new sewer water quality model. Journal of Hydrology 1043 

574, 1020-1028. https://doi.org/10.1016/j.jhydrol.2019.05.004. 1044 

Li, F., Huang, J., Zeng, G., Yuan, X., Li, X., Liang, J., Wang, X., Tang, X. and Bai, B. 1045 

(2013) Spatial risk assessment and sources identification of heavy metals in 1046 

surface sediments from the Dongting Lake, Middle China. Journal of 1047 

Geochemical Exploration 132, 75-83. 1048 

https://doi.org/10.1016/j.gexplo.2013.05.007. 1049 

Li, L. (2019) Watershed Reactive Transport. Reviews in Mineralogy and Geochemistry 1050 

85(1), 381-418. https://doi.org/10.2138/rmg.2018.85.13. 1051 

Liu, M., Du, P., Yu, C., He, Y., Zhang, H., Sun, X., Lin, H., Luo, Y., Xie, H., Guo, J., 1052 

Tong, Y., Zhang, Q., Chen, L., Zhang, W., Li, X. and Wang, X. (2018) Increases 1053 

of total Mercury and Methylmercury releases from municipal sewage into 1054 

environment in China and implications. Environmental Science & Technology 1055 

52(1), 124-134. https://doi.org/10.1021/acs.est.7b05217. 1056 

Liu, M., Zhang, Q., Ge, S., Mason, R.P., Luo, Y., He, Y., Xie, H., Sa, R., Chen, L. and 1057 

Wang, X. (2019) Rapid increase in the lateral transport of trace elements induced 1058 

by soil erosion in major karst regions in China. Environmental Science & 1059 

Technology 53(8), 4206-4214. https://doi.org/10.1021/acs.est.8b06143. 1060 

Lofts, S. (2007) Critical loads of metals and other trace elements to terrestrial 1061 

environments. Environmental Science & Technology 41(18), 6326-6331. 1062 



51 

 

https://doi.org/10.1021/es0726106. 1063 

Lu, Y. and Allen, H.E. (2006) A predictive model for copper partitioning to suspended 1064 

particulate matter in river waters. Environmental Pollution 143(1), 60-72. 1065 

https://doi.org/10.1016/j.envpol.2005.11.016. 1066 

Luo, L., Ma, Y., Zhang, S., Wei, D. and Zhu, Y.-G. (2009) An inventory of trace element 1067 

inputs to agricultural soils in China. Journal of Environmental Management 1068 

90(8), 2524-2530. https://doi.org/10.1016/j.jenvman.2009.01.011. 1069 

Mason, R.P. (2013) Trace Metals in Aquatic Systems, pp. 310-369, Wiley-Blackwell, 1070 

Chicester. 1071 

Meeussen, J.C.L. (2003) ORCHESTRA:  An object-oriented framework for 1072 

implementing chemical equilibrium models. Environmental Science & 1073 

Technology 37(6), 1175-1182. https://doi.org/10.1021/es025597s. 1074 

Meng, Y., Zhou, L., He, S., Lu, C., Wu, G., Ye, W. and Ji, P. (2018) A heavy metal 1075 

module coupled with the SWAT model and its preliminary application in a mine-1076 

impacted watershed in China. Science of The Total Environment 613-614, 1207-1077 

1219. https://doi.org/10.1016/j.scitotenv.2017.09.179. 1078 

MEPPRC and MLRPRC (2014) Reports on China's Soil Pollution Survey, Chinese 1079 

Environment Science Press, Beijing. 1080 

Motovilov, Y.G. and Fashchevskaya, T.B. (2019) Simulation of spatially-distributed 1081 

copper pollution in a large river basin using the ECOMAG-HM model. 1082 

Hydrological Sciences Journal 64(6), 739-756. 1083 

https://doi.org/10.1080/02626667.2019.1596273. 1084 

Nasrabadi, T., Ruegner, H., Sirdari, Z.Z., Schwientek, M. and Grathwohl, P. (2016) 1085 

Using total suspended solids (TSS) and turbidity as proxies for evaluation of 1086 

metal transport in river water. Applied Geochemistry 68, 1-9. 1087 

https://doi.org/10.1016/j.apgeochem.2016.03.003. 1088 

Nawar, S., Cipullo, S., Douglas, R.K., Coulon, F. and Mouazen, A.M. (2020) The 1089 

applicability of spectroscopy methods for estimating potentially toxic elements 1090 

in soils: state-of-the-art and future trends. Applied Spectroscopy Reviews 55(7), 1091 

525-557. https://doi.org/10.1080/05704928.2019.1608110. 1092 

Neal, C., Reynolds, B., Kirchner, J.W., Rowland, P., Norris, D., Sleep, D., Lawlor, A., 1093 

Woods, C., Thacker, S., Guyatt, H., Vincent, C., Lehto, K., Grant, S., Williams, 1094 

J., Neal, M., Wickham, H., Harman, S. and Armstrong, L. (2013) High-1095 

frequency precipitation and stream water quality time series from Plynlimon, 1096 

Wales: an openly accessible data resource spanning the periodic table. 1097 

Hydrological Processes 27(17), 2531-2539. https://doi.org/10.1002/hyp.9814. 1098 

Neal, C., Reynolds, B., Rowland, P., Norris, D., Kirchner, J.W., Neal, M., Sleep, D., 1099 

Lawlor, A., Woods, C., Thacker, S., Guyatt, H., Vincent, C., Hockenhull, K., 1100 

Wickham, H., Harman, S. and Armstrong, L. (2012) High-frequency water 1101 

quality time series in precipitation and streamflow: From fragmentary signals to 1102 

scientific challenge. Science of The Total Environment 434, 3-12. 1103 

https://doi.org/10.1016/j.scitotenv.2011.10.072. 1104 

Nolan, A.L., McLaughlin, M.J. and Mason, S.D. (2003) Chemical speciation of Zn, Cd, 1105 



52 

 

Cu, and Pb in pore waters of agricultural and contaminated soils using Donnan 1106 

dialysis. Environmental Science & Technology 37(1), 90-98. 1107 

https://doi.org/10.1021/es025966k. 1108 

Nziguheba, G. and Smolders, E. (2008) Inputs of trace elements in agricultural soils via 1109 

phosphate fertilizers in European countries. Science of The Total Environment 1110 

390(1), 53-57. https://doi.org/10.1016/j.scitotenv.2007.09.031. 1111 

Ouyang, W., Gao, X., Wei, P., Gao, B., Lin, C. and Hao, F. (2017) A review of diffuse 1112 

pollution modeling and associated implications for watershed management in 1113 

China. Journal of Soils and Sediments 17(6), 1527-1536. 1114 

https://doi.org/10.1007/s11368-017-1688-2. 1115 

Ouyang, W., Wang, Y., Lin, C., He, M., Hao, F., Liu, H. and Zhu, W. (2018) Heavy 1116 

metal loss from agricultural watershed to aquatic system: A scientometrics 1117 

review. Science of The Total Environment 637-638, 208-220. 1118 

https://doi.org/10.1016/j.scitotenv.2018.04.434. 1119 

Park, Y.S., Lim, K.J., Theller, L. and Engel, B.A. (2013) L-THIA GIS Manual, Purdue 1120 

University. 1121 

Parker, D.R., Pedler, J.F., Ahnstrom, Z.A.S. and Resketo, M. (2001) Reevaluating the 1122 

free-ion activity model of trace metal toxicity toward higher plants: 1123 

Experimental evidence with copper and zinc. Environmental Toxicology and 1124 

Chemistry 20(4), 899-906. https://doi.org/10.1002/etc.5620200426. 1125 

Patterson, J.J., Smith, C. and Bellamy, J. (2013) Understanding enabling capacities for 1126 

managing the ‘wicked problem’ of nonpoint source water pollution in 1127 

catchments: A conceptual framework. Journal of Environmental Management 1128 

128, 441-452. https://doi.org/10.1016/j.jenvman.2013.05.033. 1129 

Peng, J.-f., Song, Y.-h., Yuan, P., Cui, X.-y. and Qiu, G.-l. (2009) The remediation of 1130 

heavy metals contaminated sediment. Journal of Hazardous Materials 161(2), 1131 

633-640. https://doi.org/10.1016/j.jhazmat.2008.04.061. 1132 

Peraza-Castro, M., Sauvage, S., Sánchez-Pérez, J.M. and Ruiz-Romera, E. (2016) 1133 

Effect of flood events on transport of suspended sediments, organic matter and 1134 

particulate metals in a forest watershed in the Basque Country (Northern Spain). 1135 

Science of The Total Environment 569-570, 784-797. 1136 

https://doi.org/10.1016/j.scitotenv.2016.06.203. 1137 

Prosser, I.P. and Rustomji, P. (2000) Sediment transport capacity relations for overland 1138 

flow. Progress in Physical Geography: Earth and Environment 24(2), 179-193. 1139 

https://doi.org/10.1177/030913330002400202. 1140 

Qiao, P., Wang, S., Li, J., Zhao, Q., Wei, Y., Lei, M., Yang, J. and Zhang, Z. (2023) 1141 

Process, influencing factors, and simulation of the lateral transport of heavy 1142 

metals in surface runoff in a mining area driven by rainfall: A review. Science 1143 

of The Total Environment 857, 159119. 1144 

https://doi.org/10.1016/j.scitotenv.2022.159119. 1145 

Quinton, J.N. and Catt, J.A. (2007) Enrichment of heavy metals in sediment eesulting 1146 

from soil erosion on agricultural fields. Environmental Science & Technology 1147 

41(10), 3495-3500. https://doi.org/10.1021/es062147h. 1148 



53 

 

Rauch, J.N. and Pacyna, J.M. (2009) Earth's global Ag, Al, Cr, Cu, Fe, Ni, Pb, and Zn 1149 

cycles. Global Biogeochemical Cycles 23(2). 1150 

https://doi.org/10.1029/2008GB003376. 1151 

Robson, B.J. (2014) State of the art in modelling of phosphorus in aquatic systems: 1152 

Review, criticisms and commentary. Environmental Modelling & Software 61, 1153 

339-359. https://doi.org/10.1016/j.envsoft.2014.01.012. 1154 

Rode, M., Arhonditsis, G., Balin, D., Kebede, T., Krysanova, V., van Griensven, A. and 1155 

van der Zee, S.E.A.T.M. (2010) New challenges in integrated water quality 1156 

modelling. Hydrological Processes 24(24), 3447-3461. 1157 

https://doi.org/10.1002/hyp.7766. 1158 

RoyChowdhury, A., Sarkar, D. and Datta, R. (2015) Remediation of acid mine 1159 

drainage-impacted water. Current Pollution Reports 1(3), 131-141. 1160 

https://doi.org/10.1007/s40726-015-0011-3. 1161 

Rue, G.P. and McKnight, D.M. (2021) Enhanced rare earth element mobilization in a 1162 

mountain watershed of the Colorado Mineral Belt with concomitant detection in 1163 

aquatic biota: increasing climate change-driven degradation to water quality. 1164 

Environmental Science & Technology 55(21), 14378-14388. 1165 

https://doi.org/10.1021/acs.est.1c02958. 1166 

Runkel, R.L., Kimball, B.A., Nimick, D.A. and Walton-Day, K. (2016) Effects of flow 1167 

regime on metal concentrations and the attainment of water quality standards in 1168 

a remediated stream reach, Butte, Montana. Environmental Science & 1169 

Technology 50(23), 12641-12649. https://doi.org/10.1021/acs.est.6b03190. 1170 

Selim, H.M. and Kingery, W.L. (2003) Geochemical and hydrological reactivity of 1171 

heavy metals in soils, CRC Press. 1172 

Shen, Z., Chen, L., Liao, Q., Liu, R. and Hong, Q. (2012) Impact of spatial rainfall 1173 

variability on hydrology and nonpoint source pollution modeling. Journal of 1174 

Hydrology 472-473, 205-215. https://doi.org/10.1016/j.jhydrol.2012.09.019. 1175 

Shi, T., Ma, J., Wu, X., Ju, T., Lin, X., Zhang, Y., Li, X., Gong, Y., Hou, H., Zhao, L. 1176 

and Wu, F. (2018) Inventories of heavy metal inputs and outputs to and from 1177 

agricultural soils: A review. Ecotoxicology and Environmental Safety 164, 118-1178 

124. https://doi.org/10.1016/j.ecoenv.2018.08.016. 1179 

Steefel, C.I., Appelo, C.A.J., Arora, B., Jacques, D., Kalbacher, T., Kolditz, O., Lagneau, 1180 

V., Lichtner, P.C., Mayer, K.U., Meeussen, J.C.L., Molins, S., Moulton, D., Shao, 1181 

H., Šimůnek, J., Spycher, N., Yabusaki, S.B. and Yeh, G.T. (2015) Reactive 1182 

transport codes for subsurface environmental simulation. Computational 1183 

Geosciences 19(3), 445-478. https://doi.org/10.1007/s10596-014-9443-x. 1184 

Steefel, C.I., DePaolo, D.J. and Lichtner, P.C. (2005) Reactive transport modeling: An 1185 

essential tool and a new research approach for the Earth sciences. Earth and 1186 

Planetary Science Letters 240(3), 539-558. 1187 

https://doi.org/10.1016/j.epsl.2005.09.017. 1188 

Stigliani, W.M., Jaffe, P.R. and Anderberg, S. (1993) Heavy metal pollution in the Rhine 1189 

Basin. Environmental Science & Technology 27(5), 786-793. 1190 

https://doi.org/10.1021/es00042a001. 1191 



54 

 

Sui, C., Fatichi, S., Burlando, P., Weber, E. and Battista, G. (2022) Modeling distributed 1192 

metal pollution transport in a mine impacted catchment: Short and long-term 1193 

effects. Science of The Total Environment 812, 151473. 1194 

https://doi.org/10.1016/j.scitotenv.2021.151473. 1195 

Thapalia, A., Borrok, D.M., Van Metre, P.C. and Wilson, J. (2015) Zinc Isotopic 1196 

Signatures in Eight Lake Sediment Cores from Across the United States. 1197 

Environmental Science & Technology 49(1), 132-140. 1198 

https://doi.org/10.1021/es5036893. 1199 

Tipping, E. (1994) WHAMC—A chemical equilibrium model and computer code for 1200 

waters, sediments, and soils incorporating a discrete site/electrostatic model of 1201 

ion-binding by humic substances. Computers & Geosciences 20(6), 973-1023. 1202 

https://doi.org/10.1016/0098-3004(94)90038-8. 1203 

Tipping, E. (1998) Humic Ion-Binding Model VI: an improved description of the 1204 

interactions of protons and metal ions with humic substances. Aquatic 1205 

Geochemistry 4(1), 3-47. https://doi.org/10.1023/A:1009627214459. 1206 

Tomczak, W., Boyer, P., Krimissa, M. and Radakovitch, O. (2019) Kd distributions in 1207 

freshwater systems as a function of material type, mass-volume ratio, dissolved 1208 

organic carbon and pH. Applied Geochemistry 105, 68-77. 1209 

https://doi.org/10.1016/j.apgeochem.2019.04.003. 1210 

U.S.EPA (1997) EPA's national hardrock mining framework, Washington, DC. 1211 

van Leeuwen, H.P., Town, R.M., Buffle, J., Cleven, R.F.M.J., Davison, W., Puy, J., van 1212 

Riemsdijk, W.H. and Sigg, L. (2005) Dynamic speciation analysis and 1213 

bioavailability of metals in aquatic systems. Environmental Science & 1214 

Technology 39(22), 8545-8556. https://doi.org/10.1021/es050404x. 1215 

Vanrolleghem, P.A., Daele, M.V. and Dochain, D. (1995) Practical identifiability of a 1216 

biokinetic model of activated sludge respiration. Water Research 29(11), 2561-1217 

2570. https://doi.org/10.1016/0043-1354(95)00105-T. 1218 

Velleux, M.L., England, J.F. and Julien, P.Y. (2008) TREX: Spatially distributed model 1219 

to assess watershed contaminant transport and fate. Science of The Total 1220 

Environment 404(1), 113-128. https://doi.org/10.1016/j.scitotenv.2008.05.053. 1221 

Vink, R. and Peters, S. (2003) Modelling point and diffuse heavy metal emissions and 1222 

loads in the Elbe basin. Hydrological Processes 17(7), 1307-1328. 1223 

https://doi.org/10.1002/hyp.1286. 1224 

Wang, Y., Dong, R., Zhou, Y. and Luo, X. (2019) Characteristics of groundwater 1225 

discharge to river and related heavy metal transportation in a mountain mining 1226 

area of Dabaoshan, Southern China. Science of The Total Environment 679, 1227 

346-358. https://doi.org/10.1016/j.scitotenv.2019.04.273. 1228 

Warren, L.A. and Haack, E.A. (2001) Biogeochemical controls on metal behaviour in 1229 

freshwater environments. Earth-Science Reviews 54(4), 261-320. 1230 

https://doi.org/10.1016/S0012-8252(01)00032-0. 1231 

Wechsler, S.P. (2007) Uncertainties associated with digital elevation models for 1232 

hydrologic applications: a review. Hydrol. Earth Syst. Sci. 11(4), 1481-1500. 1233 

https://doi.org/10.5194/hess-11-1481-2007. 1234 



55 

 

Wei, L., Liu, Y., Cai, D., Li, F., Luo, D., Li, C., Xu, G., Xiao, T., Wu, Q., He, H. and 1235 

Routh, J. (2022) River morphology redistributes potentially toxic elements in 1236 

acid mine drainage-impacted river sediments: Evidence, causes, and 1237 

implications. CATENA 214, 106183. 1238 

https://doi.org/10.1016/j.catena.2022.106183. 1239 

Wellen, C., Kamran-Disfani, A.-R. and Arhonditsis, G.B. (2015) Evaluation of the 1240 

current state of distributed watershed nutrient water quality modeling. 1241 

Environmental Science & Technology 49(6), 3278-3290. 1242 

https://doi.org/10.1021/es5049557. 1243 

Werkenthin, M., Kluge, B. and Wessolek, G. (2014) Metals in European roadside soils 1244 

and soil solution – A review. Environmental Pollution 189, 98-110. 1245 

https://doi.org/10.1016/j.envpol.2014.02.025. 1246 

Westall, J.C., Zachary, J.L. and Morel, F.M.M. (1976) MINEQL: A computer program 1247 

for the calculation of chemical equilibrium composition of aqueous systems, 1248 

Mass. Inst. Technol. 1249 

Whitehead, P.G., Butterfield, D. and Wade, A.J. (2009) Simulating metals and mine 1250 

discharges in river basins using a new integrated catchment model for metals: 1251 

pollution impacts and restoration strategies in the Aries-Mures river system in 1252 

Transylvania, Romania. Hydrology Research 40(2-3), 323-346. 1253 

https://doi.org/10.2166/nh.2009.069. 1254 

Winkel, L., Berg, M., Amini, M., Hug, S.J. and Annette Johnson, C. (2008) Predicting 1255 

groundwater arsenic contamination in Southeast Asia from surface parameters. 1256 

Nature Geoscience 1(8), 536-542. https://doi.org/10.1038/ngeo254. 1257 

Wu, W., Wang, J., Yu, Y., Jiang, H., Liu, N., Bi, J. and Liu, M. (2018) Optimizing critical 1258 

source control of five priority-regulatory trace elements from industrial 1259 

wastewater in China: Implications for health management. Environmental 1260 

Pollution 235, 761-770. https://doi.org/10.1016/j.envpol.2018.01.005. 1261 

Xia, X., Yang, Z., Cui, Y., Li, Y., Hou, Q. and Yu, T. (2014) Soil heavy metal 1262 

concentrations and their typical input and output fluxes on the southern Song-1263 

nen Plain, Heilongjiang Province, China. Journal of Geochemical Exploration 1264 

139, 85-96. https://doi.org/10.1016/j.gexplo.2013.06.008. 1265 

Yang, W.-Y., Li, D., Sun, T. and Ni, G.-H. (2015) Saturation-excess and infiltration-1266 

excess runoff on green roofs. Ecological Engineering 74, 327-336. 1267 

https://doi.org/10.1016/j.ecoleng.2014.10.023. 1268 

Young, S.D. (2013) Heavy Metals in Soils: Trace Metals and Metalloids in Soils and 1269 

their Bioavailability. Alloway, B.J. (ed), pp. 51-95, Springer Netherlands, 1270 

Dordrecht. 1271 

Zhang, X., Izaurralde, R.C., Arnold, J.G., Williams, J.R. and Srinivasan, R. (2013) 1272 

Modifying the Soil and Water Assessment Tool to simulate cropland carbon flux: 1273 

Model development and initial evaluation. Science of The Total Environment 1274 

463-464, 810-822. https://doi.org/10.1016/j.scitotenv.2013.06.056. 1275 

Zhang, X., Srinivasan, R., Arnold, J., Izaurralde, R.C. and Bosch, D. (2011) 1276 

Simultaneous calibration of surface flow and baseflow simulations: a revisit of 1277 



56 

 

the SWAT model calibration framework. Hydrological Processes 25(14), 2313-1278 

2320. https://doi.org/10.1002/hyp.8058. 1279 

Zheng, Y., Luo, X., Zhang, W., Wu, X., Zhang, J. and Han, F. (2016) Transport 1280 

mechanisms of soil-bound mercury in the erosion process during rainfall-runoff 1281 

events. Environmental Pollution 215, 10-17. 1282 

https://doi.org/10.1016/j.envpol.2016.04.101. 1283 

Zhou, L., Meng, Y., Vaghefi, S.A., Marras, P.A., Sui, C., Lu, C. and Abbaspour, K.C. 1284 

(2020) Uncertainty-based metal budget assessment at the watershed scale: 1285 

Implications for environmental management practices. Journal of Hydrology 1286 

584, 124699. https://doi.org/10.1016/j.jhydrol.2020.124699. 1287 

Zhou, L., Teng, M., Song, F., Zhao, X., Wu, F., Huang, Y. and Abbaspour, K.C. (2023) 1288 

Modeling land-to-river Cd fluxes and riverine Cd loads to inform management 1289 

decisions. Journal of Environmental Management 334, 117501. 1290 

https://doi.org/10.1016/j.jenvman.2023.117501. 1291 

Zhou, Y., Lei, J., Zhang, Y., Zhu, J., Lu, Y., Wu, X. and Fang, H. (2018) Determining 1292 

discharge characteristics and limits of heavy metals and metalloids for 1293 

wastewater treatment plants (WWTPs) in China based on statistical methods. 1294 

Water 10(9). https://doi.org/10.3390/w10091248. 1295 

Zoppou, C. (2001) Review of urban storm water models. Environmental Modelling & 1296 

Software 16(3), 195-231. https://doi.org/10.1016/S1364-8152(00)00084-0. 1297 

 1298 

 1299 


