N
N

N

HAL

open science

Local-scale dynamics of plant-pesticide interactions in a

northern Brittany agricultural landscape

Anne-Antonella Serra, Anne-kristel Bittebiere, Cendrine Mony, Kahina

Slimani, Frédérique Pallois, D Renault, Ivan Couée, Gwenola Gouesbet, Cécile

Sulmon

» To cite this version:

Anne-Antonella Serra, Anne-kristel Bittebiere, Cendrine Mony, Kahina Slimani, Frédérique Pallois,
et al.. Local-scale dynamics of plant-pesticide interactions in a northern Brittany agricultural land-
scape. Science of the Total Environment, 2020, 744, pp.40772.

hal-02904562

HAL Id: hal-02904562
https://univ-lyonl.hal.science/hal-02904562

Submitted on 22 Aug 2022

HAL is a multi-disciplinary open access
archive for the deposit and dissemination of sci-
entific research documents, whether they are pub-
lished or not. The documents may come from
teaching and research institutions in France or
abroad, or from public or private research centers.

L’archive ouverte pluridisciplinaire HAL, est
destinée au dépot et a la diffusion de documents
scientifiques de niveau recherche, publiés ou non,
émanant des établissements d’enseignement et de
recherche francais ou étrangers, des laboratoires
publics ou privés.

Distributed under a Creative Commons Attribution - NonCommercial 4.0 International License

10.1016/j.scitotenv.2020.140772 .


https://univ-lyon1.hal.science/hal-02904562
http://creativecommons.org/licenses/by-nc/4.0/
http://creativecommons.org/licenses/by-nc/4.0/
https://hal.archives-ouvertes.fr

Version of Record: https://www.sciencedirect.com/science/article/pii/S0048969720342960
Manuscript_aclc368e14881274a6¢9dd93e3906dfd

Title :

Local-scale dynamics of plant-pesticide interactions in a northern Brittany agricultural
landscape

Authors :

Anne-Antonella Serra®, Anne-Kristel Bittebiere®’, Cendrine Mony?, Kahina Slimani?
Frédérique Pallois?®, David Renault?, Ivan Couée®, Gwenola Gouesbet®, Cécile Sulmon?*
Affiliation :

2 Univ Rennes, Université de Rennes 1, CNRS

ECOBIO [(Ecosystems-Biodiversity-Evolution)] - UMR 6553

Campus de Beaulieu

263 avenue du Général Leclerc

F-35042 Rennes Cedex, France

® Université de Lyon 1, CNRS

UMR 5023 LEHNA

43 Boulevard du 11 novembre 1918,

F-69622 Villeurbanne Cedex, France

Corresponding author :

Ivan Couée

Univ Rennes, Université de Rennes 1, CNRS

ECOBIO [(Ecosystems-Biodiversity-Evolution)] - UMR 6553

Campus de Beaulieu

263 avenue du Général Leclerc

F-35042 Rennes Cedex, France

Phone : 33-223235123, Fax : 33-223235026

E-mail: Ivan.Couee @univ-rennes1.fr

1

© 2020 published by Elsevier. This manuscript is made available under the CC BY NC user license
https://creativecommons.org/licenses/by-nc/4.0/


https://www.elsevier.com/open-access/userlicense/1.0/
https://www.sciencedirect.com/science/article/pii/S0048969720342960
https://creativecommons.org/licenses/by-nc/4.0/
https://www.sciencedirect.com/science/article/pii/S0048969720342960

Abstract

Soil pollution by anthropogenic chemicals is a major concern for sustainability of crop
production and of ecosystem functions mediated by natural plant biodiversity. Understanding
the complex effects of soil pollution requires multi-level and multi-scale approaches. Non-
target and agri-environmental plant communities of field margins and vegetative filter strips
are confronted with agricultural xenobiotics through soil contamination, drift, run-off and
leaching events that result from chemical applications. Plant-pesticide dynamics in vegetative
filter strips was studied at field scale in the agricultural landscape of a long-term ecological
research network in northern Brittany (France). Vegetative filter strips effected significant
pesticide abatement between the field and riparian compartments. However, comparison of
pesticide usage modalities and soil chemical analysis revealed the extent and complexity of
pesticide persistence in fields and vegetative filter strips, and suggested the contribution of
multiple sources (yearly carry-over, interannual persistence, landscape-scale contamination).
In order to determine the impact of such persistence, plant dynamics was followed in
experimentally-designed vegetative filter strips of identical initial composition (Agrostis
stolonifera, Anthemis tinctoria | Cota tinctoria, Centaurea cyanus, Fagopyrum esculentum,
Festuca rubra, Lolium perenne, Lotus corniculatus, Phleum pratense, Trifolium pratense).
After homogeneous vegetation establishment, experimental vegetative filter strips underwent
rapid changes within the following two years, with Agrostis stolonifera, Festuca rubra,
Lolium perenne and Phleum pratense becoming dominant and with the establishment of
spontaneous vegetation. Co-inertia analysis showed that plant dynamics and soil residual
pesticides could be significantly correlated, with the triazole fungicide epoxiconazole, the
imidazole fungicide prochloraz and the neonicotinoid insecticide thiamethoxam as strong
drivers of the correlation. However, the correlation was vegetative-filter-strip-specific, thus

showing that correlation between plant dynamics and soil pesticides likely involved additional



factors, such as threshold levels of residual pesticides. This situation of complex interactions
between plants and soil contamination is further discussed in terms of agronomical,

environmental and health issues.
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Highlights :

* Characterization of soil pesticide contamination requires multi-level studies.

* Plant-pesticide dynamics was studied at field scale in vegetative filter strips.

» Pesticide persistence in soils was interannual, multi-source and multi-compound.
* Pesticide persistence and plant dynamics showed case-by-case relationships.

* Epoxiconazole was a strong driver of contamination and vegetation dynamics.



1. Introduction

Soil pollution by anthropogenic chemicals is a major concern for the sustainability of crop
production and of ecosystem functions mediated by natural plant biodiversity (Arias-Estévez
et al., 2008; MacLeod et al., 2014; Persson et al., 2013; Rodriguez-Eugenio et al., 2018; Virto
et al., 2015). Understanding the range of soil pollution effects on plants (Rodriguez-Eugenio
et al., 2018) requires multi-level and multi-scale approaches from plant cells (Alberto et al.,
2017; Arias-Estévez et al., 2016; Vivancos et al., 2011) to landscapes, countries and
continents (Billeter et al., 2008; Fried et al., 2018; Geiger et al., 2010; Liira et al., 2008).

In this context of environmental contamination, vegetative filter strips (VES), defined as areas
planted with grasses or non-crop vegetation, are a best management practice intended to
reduce agricultural runoffs into riparian zones and surface water (Carluer et al., 2017; Dillaha
et al., 1989; Gene et al., 2019; Krutz et al., 2005; Magette et al., 1989; Serra et al., 2016).
Agri-environmental plant communities in VES are necessarily confronted with agricultural
pollutants through residual soil contamination, drift, run-off and leaching events that result
from chemical applications (Gove et al., 2007; Helander et al., 2012; Rodriguez-Eugenio et al.,
2018). Confrontation of these plant communities with pesticides and other agricultural
contaminants is designed to mitigate the dispersion and the impact of pollutants in terrestrial
and aquatic environments (Collins et al., 2014; Krutz et al., 2005; Serra et al., 2016; Stehle et
al., 2011). VFS plant communities, like field margin plant communities (Fried et al., 2018),
therefore constitute a useful ecological system for analysing plant-pesticide interactions.

VES plants are confronted with contrasted environments, with dense crops and in-field
treatments (pesticides, fertilizers, watering) on one side and with wild plant communities,
heterogeneity and various degrees of canopy openness on the other side. Thus, in addition to
the physico-chemical properties of the environment (soil, climate, hydrology), all of these

contrasted factors can interfere with natural plant community evolution and have an impact on



plant dynamics in VFSs or field margins (Boutin et al., 2019; De Snoo and Van Der Poll,
1999; Kleijn and Snoeijing, 1997; Kleijn and Verbeek, 2000; Pellissier et al., 2014). It is
however difficult to discriminate between the effects of these different factors and to
demonstrate correlations with a particular factor. For instance, in their analysis of the
correlations between a very large panel of field margin vegetation traits and farming practice
parameters, Fried et al. (2018) state that “contrary to our expectations, we did not find any
particular trait associated with more intensive use of herbicides”.

Moreover, plant-pesticide interactions and the impact of pesticide pollution on plant dynamics
have been mainly characterised at the widely-diverging scales of experimental exposure of
specific plant species (Brown et al., 2009; Peterson et al., 1994; Serra et al., 2019) and of
landscape-level correlations between plant communities and pesticide usage (Billeter et al.,
2008; Fried et al., 2018; Geiger et al. 2010). At the same time, the emphasis of numerous
studies on the impacts of glyphosate and AMPA (Hénault-Ethier et al., 2017; Primost et al.,
2017; Silva et al., 2018; Van Bruggen et al., 2018) does not reflect the true variety of
pesticide applications in European landscapes, and may overlook other chemical threats
(Satapute et al., 2019; Serra et al., 2019; Zubrod et al., 2019). Global parameters of pesticide
applications, such as treatment frequency index (Fried et al., 2018), may not be informative
enough, and may have to be complemented with actual measurements of pesticide
environmental levels. Studies at field level are therefore necessary to assess how the diversity
and complexity of pesticide use and the variety of agricultural systems, landscapes and
climates (Helander et al., 2012; Krutz et al., 2005; Serra et al., 2016) influence plant-pesticide
interactions, and must be integrated in risk assessments for agronomy, environment and health
on a regional scale.

In the present study, in order to complement global country- or continent-scale approaches

(Billeter et al., 2008; Fried et al., 2018; Geiger et al., 2010; Larroudé et al., 2013; Liira et al.,



2008), field-scale analysis of VFSs was carried out in a specific bocage agricultural landscape
within a geographical region (Brittany, northwestern France) showing agricultural and
ecological contrasts. Brittany (Fig. 1), with a smooth relief and a long coastline along the
Atlantic Ocean, the Celtic Sea and the English Channel, is a remarkable peninsula of Central
Western Europe (Virto et al., 2015), as well as a major agricultural region of France,
especially in terms of animal farming for milk and meat, maize cultivation, and vegetable
crops (Piel et al., 2012). The regional landscape is thus dominated by intensive agriculture
and livestock activities, which have led to nutrient and xenobiotic contaminations in the
atmosphere (Bedos et al., 2002), field margin soils (Serra et al., 2013), surface waters (Piel et
al., 2012), and estuaries (Monbet, 2004). At the same time, the bocage structure provides a
high level of heterogeneity, with positive effects on biodiversity and ecosystem services
(Alignier and Aviron, 2017; Gil-Tena et al., 2015). In this contrasted agricultural context,
farm- and field-scale analysis of pesticide usage and environmental dissemination was carried
out in order to determine to what extent pesticide-related factors could be primary or
secondary drivers of the dynamics of non-target plants in VFSs.

2. Materials and methods

2.1. Study area and set-up of experimental VFSs

The sites of study consisted in a set of five distinct fields and associated VFSs located in the
bocage area (48° 36' N, 1° 32' W, Pleine-Fougeres, Ille-et-Vilaine, Brittany, France) of the
Zone Atelier Armorique Long-Term Ecological Research (LTER) network (Fig. 1) (Alignier,
2018; Alignier and Aviron, 2017; Gil-Tena et al., 2015). The intensive agriculture of the area
involves animal farming and cultivation of maize, wheat, barley, canola and sunflower. The
LTER structure, which implies regular and active collaboration with local farmers and local
authorities, can give rise to experimental approaches embedded within real-life agriculture,

thus integrating interannual observations and local-scale data on agricultural practices. In



collaboration with local farmers, the VFS were experimentally designed and initiated in 2010
by sowing a set of nine plant species that are commonly found in field margins, VFS or
rotational fallows in European agricultural landscapes (Billeter et al., 2008; Kuussaari et al.,
2011; Liira et al., 2008; Ma and Herzon, 2014; Serra et al., 2016; Stehle et al., 2011;
Toivonen et al., 2013): bird’s-foot trefoil (Lotus corniculatus, Fabaceae, dicotyledon),
common buckwheat (Fagopyrum esculentum, Polygonaceae, dicotyledon), cornflower
(Centaurea cyanus, Asteraceae, dicotyledon), creeping bentgrass (Agrostis stolonifera,
Poaceae, monocotyledon), English ryegrass (Lolium perenne, Poaceae, monocotyledon), red
fescue (Festuca rubra, Poaceae, monocotyledon), timothy grass (Phleum pratense, Poaceae,
monocotyledon), white Dutch clover (Trifolium pratense, Fabaceae, dicotyledon), yellow
chamomile (Anthemis tinctoria | Cota tinctoria, Asteraceae, dicotyledon). Dicots and Poaceae
were respectively sown at densities of 4 g.m and 2.7 g.m™, with equal proportions of plant
species in the dicot mixture, and with respective weight/weight proportions of 2%, 15%, 37%
and 46% of Agrostis stolonifera, Phleum pratense, Festuca rubra, and Lolium perenne, in the
Poaceae mixture. Seeds [Agrostis stolonifera (Penncross variety), Anthemis tinctoria | Cota
tinctoria (bulk seeds), Centaurea cyanus (bulk seeds), Fagopyrum esculentum (bulk seeds),
Festuca rubra (Herald variety), Lolium perenne (Brio variety), Lotus corniculatus (Leo
variety), Phleum pratense (Kaba variety), Trifolium pratense (Violetta variety)] were obtained
from the Phytosem (Gap, Hautes-Alpes, France) seed company. The five experimental VFSs
(VFS-91, VFS-109, VFS-112, VFS-113, VFS-114) were each located between their
respective adjacent field and their respective riparian zone of neighbouring streams (Fig. 1),
with widths of 4.7 m (VFS-109), 6.1 m (VFS-91, VES-113, VFS-114) and 9.6 m (VFS-112).
Adjacent fields of the VFSs covered areas of 1 ha (VFS-91), 1.5 ha (VFES-109), 2.5 ha (VFS-

112), 8 ha (VFS-113) and 10 ha (VFS-114), with field-VFES slopes of 4% (VFS-91), 1%



(VFS-109), 3% (VFS-112), 7% (VFS-113) and 7% (VFS-114). Proximal, central and distal
sub-strips relatively to the cultivated field were respectively identified as A, B and C (Fig. 1).
2.2. Agricultural and pesticide usage data

Fields and VFSs of the study area were under the responsibility of local farmers. The five
fields were cultivated with maize and wheat. Pesticide treatments (fungicides, herbicides,
insecticides) were carried out between the beginning of February and the end of
May/beginning of June. VES vegetation was mowed down at the end of the Summer. Data on
pesticide usage (nature of commercial products, methods of application, dates of application,
applied dosage) were obtained from the farmers in charge of the different fields.
Corresponding levels of active ingredient applications were derived from commercially-
available characteristics of the products (Table 1).

2.3. Soil sampling

Soil samples were collected in 2011 and 2012 in sub-strip A and sub-strip C (Fig. 1) of each
VES and in its adjacent field (at a distance of 10 m from the VES) along five transects that
were positioned transversally to the VFS, parallel to each other and at 20 m from each other
(Fig. 1). Surface cores (0-30 cm) of approximately 200 g were collected with a manual auger.
Soil samples were kept on ice for transport from the study area to the laboratory. After drying
at 40°C during 5 days, samples were sieved with a 2-mm sieve and kept frozen at —20°C until
chemical determinations.

2.4. Analysis of pesticides

Pesticides were analysed and quantified by different methods that were adjusted to their
physico-chemical properties. Extraction and purification of pesticides from soil samples were
carried out by water-acetonitrile, essentially as described by Vryzas and Papadopoulou-
Mourdikou (2002), and by solid phase extraction on Oasis® HLB cartridges, essentially as

described by Dias and Poole (2002). Purified extracts were dissolved in ethyl acetate,
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evaporated to dryness, and stored at -20°C until analysis. A set of 22 pesticides (Table 2) was
analysed by tandem liquid chromatography and mass spectrometry (LC-MS/MS) at the
Rovaltain Research Company (Valence, France). A set of 12 pesticides (diflufenican,
dimethenamid-P, S-metolachlor, acetochlor, pendimethalin, prochloraz, thiamethoxam,
flufenacet, cypermethrin, epoxiconazole, metconazole, prothioconazole) was analysed by
tandem gas chromatography and mass spectrometry (GC-MS). The GC/MS system consisted
of a Trace GC Ultra chromatograph and a Trace DSQII quadrupole mass spectrometer
(Thermo Fisher Scientific Inc., Waltham, MA, USA). A 30 m fused silica column (95%
dimethyl siloxane, 5% phenyl polysilphenylene-siloxane, v/v) was used with helium as the
carrier gas at a rate of 1 mL.min~!. A 1 pl aliquot of each sample was injected using the split
mode (25:1). The injector temperature was held at 250 °C, and temperature gradients were as
follows: (i) 10 min at 50°C, (ii) from 50°C to 200°C at 15°C.min, (iii) 1 min at 200°C and
then from 200°C to 280°C at 8°C.min~!, (iv) 10 min at 280°C. The MS transfer line was set at
250 °C. Detection was achieved using electron impact ionization. Peaks were accurately
annotated using both mass spectra (two specific ions) and retention times. Calibration curves
were established by using samples made up of pure reference compounds. Quantification was
carried out with the Xcalibur 2.0.7 software (Thermo Fisher Scientific Inc., Waltham, MA,
USA).

2.5. Survey of vegetation changes in the VFSs

VES were botanically surveyed for the observation of the nine initial plant species and of
additional spontaneous vegetation over the course of three years (2010, 2011, 2012).
Vegetation cover composition was assessed in the 3 different sub-strips of the VFSs (Fig. 1)
within 0.25 m? quadrates disposed along five transects (Fig. 1), which were positioned
transversally to the VES, parallel to each other, and at 20 m from each other. The occurrence

and the surface cover of each of the nine initial plant species, of additional spontaneous
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vegetation, and of bare ground were estimated and recorded within all quadrates to assess
plant dynamics in the sub-strips of the VFSs. Additional spontaneous vegetation was
considered as a whole, and not species by species. Botanical surveys and cover assessment
were carried out in a non-destructive manner at the same positions of the quadrates along the
5 transects (Fig. 1) from year to year.2.6. Calculations and statistical analyses

Quantitative analysis of soil pesticide levels (Fig. 2-5) was carried out in 5 independent soil
samples corresponding to the 5 transects of sampling (Fig. 1). Results were given as the mean
(x SEM) of these determinations. Whenever necessary for the calculation of indicative
estimations, conversions of pesticide levels relatively to dry weight, fresh weight or volume
were carried out with average soil characteristics [bulk density: 1.4 kg.L'!; soil moisture: 20%
(w/w)] that are found in northern Brittany agrosystems (Binet et al., 2006; Sulmon et al.,
2007). Quantitative analysis of plant surface covers (Fig. 3-5) was carried out in 5 quadrates
corresponding to the 5 transects of observation (Fig. 1). The means (+x SEM) of these
determinations were used for further analysis. Pairwise comparisons of means was carried out
using the non-parametric Mann—Whitney—Wilcoxon test with the R version 3.1.3 software. In
order to test relationships between plant parameters, VES parameters and pesticide parameters,
principal component analysis (PCA) and factorial correspondence analysis (FCA) based on
the correlation matrix were carried out using the FactoMineR package of R. FCA breaks
down the relationships between sets of variables in a multidimensional way, where each
dimension attracts a given amount of information called the inertia. Co-inertia analysis and
calculation of RV coefficients (Robert and Escoufier, 1976) were carried out to analyse the
relationships between soil residual pesticide and plant surface cover datasets. Co-inertia
analysis is used to identify common trends or relationships in the coupling of dataset tables.

3. Results

3.1 Agricultural pesticide environment of the experimental VFSs
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The adjacent fields of the 5 VFSs under study (Fig. 1) were cultivated with maize or wheat
over the 2010-2012 period. The chemical treatments associated with these crops (Table 1)
involved 28 different pesticides, including: (i) herbicides, such as the chloroacetanilides S-
metolachlor and acetochlor, (i1) fungicides, such as the imidazole prochloraz, and the triazoles
epoxiconazole, metconazole and prothioconazole, (iii) insecticides, such as the pyrethroid
cypermethrin and the neonicotinoid thiamethoxam. It must be noted that, besides differences
of regulations throughout the world, the regulatory status of these active ingredients has been
changing over time, and that acetochlor, dimethenamid-P, ioxynil, isoproturon and
thiamethoxam are no longer approved in the European Union (European Commission, 2016).
The methods of pesticide applications mostly consisted in spraying, with the exception of
thiamethoxam, which was applied as seed coating. Amounts of pesticide application were not
known for the year 2010 (Table 1). Pesticide amounts associated with seed coating were not
known (Table 1). Pesticides were applied over a very large range of amounts, from 0.2 g.ha™!
in the case of florasulam to 2200 g.ha'! in the case of isoproturon.

All of the compounds applied (Table 1) have been detected in surface waters in the course of
systematic surveys of water quality carried out in Brittany from 2009 to 2015 (CORPEP,
2018). The prevalence of field-environment transfers of xenobiotics was therefore important
under the prevailing climatic and agricultural conditions of the region. Moreover, these
xenobiotic transfers occurred over a very wide range of chemical structures, water solubilities,
Kow and DT50 dissipation half-lives (supplementary data 1; European Commission, 2016).
Finally, in contrast with situations of intensive glyphosate application (Hénault-Ethier et al.,
2017; Primost et al., 2017; Silva et al., 2018; Van Bruggen et al., 2018), the present context
was characterized by the small contribution of glyphosate application and the important
contributions of acetochlor, S-metolachlor and isoproturon applications (Table 1).

3.2. Temporal dynamics of pesticides in field and VFS soils
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Annual analysis of pesticides in field and VFS soils revealed a complex pattern of persistence.
As an example, analysis of VFS-114 and its adjacent field (Table 2) showed that, over 8
nominally-applied pesticides (Table 1) that were detected, two (bromoxynil, ioxynil) showed
rapid dissipation or attenuation in field and VES soils, and 5 (diflufenican, epoxiconazole,
isoproturon, prochloraz, prothioconazole) showed persistence in VFS soil several months
after application. Besides these persistent pesticides that could be linked to applications in the
previous Spring, field and VFS soils showed the persistence of nine pesticide compounds that
could not be linked to 2011 or 2010 applications, thus suggesting long-term interannual
persistence over at least two years. However, some of these compounds [dimethenamid (field
DTS50 of 7 days), S-metolachlor (field DT50 of 23 days)] are characterized by short half-lives
under laboratory or field conditions (supplementary data 1; European Commission, 2016),
thus suggesting that soil contamination by pesticides may also involve landscape-scale drift or
runoff between fields. Plant exposure to xenobiotics in the VFS was therefore complex, with
the presence of at least 14 compounds, including 6 herbicides. Moreover, the real exposure of
VES plants to pesticides was more complex than what could be predicted from nominal
applications, and therefore from global parameters of pesticide usage (Fried et al., 2018).
Finally, this complexity of pesticide chemical diversity was likely to be compounded by the
diversity of pesticide exposures (drift, runoff, leaching) that affect VFS plants (Gove et al.,
2007; Helander et al., 2012; Rodriguez-Eugenio et al., 2018).

Quantitative analysis of pesticides in soils of VFS-91, VFS-113 and VFS-114 and in their
adjacent fields (Fig. 2) confirmed that mixtures of pesticides were persistent in field and VFS
soils over yearly timescales. Moreover, whereas the presence of some pesticides could be
related to in-field applications of recent years (Table 1), the presence of other compounds,
such as acetochlor, S-metolachlor or thiamethoxam, pointed out to landscape-scale

contamination or to long-term persistence of earlier applications. Comparison of pesticide
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measurements in soils (Fig. 2) with expected environmental concentrations (Table 3) derived
from nominal applications indicated that mitigation of applied pesticides in field soils was
variable. Taking into account, as described in section 2.6, average soil characteristics that are
found in northern Brittany agrosystems (Binet et al., 2006; Sulmon et al., 2007), the expected
environmental concentration of epoxiconazole that was applied in February-May 2011 (Table
3) corresponds to 9.9 pg.(kg dry soil)! in the field. Epoxiconazole persistence in adjacent
fields of VFS-91 [6.85 pg.(kg dry soil)'] and VFS-113 [6.75 ug.(kg dry soil)’!] in June 2012
(Fig. 2) was therefore at a high level that implied a DT50 > 365 days in comparison with the
reported field DT50 of 98-120 days (supplementary data 1; Silva et al., 2019), thus reflecting
poor mitigation of epoxiconazole in field soils. In contrast, comparison of the low residual
levels of diflufenican and prochloraz (Fig. 2) with expected environmental concentrations
(Table 3) indicated active mitigation of these xenobiotics in field soils. On the basis of an
exponential decay described by [(Pesticide amount after 365 days)=(Pesticide initial

2365DT50y1 " the comparison of Table 3 and Fig. 2 gave DT50 estimations of 63

amount)x(
days for diflufenican in the field of VFS-114, in line with the reported field DT50 of 65 days
(supplementary data 1), and 59 days for prochloraz in the field of VFS-114, in contrast with
the reported field DTS0 of 17 days (supplementary data 1).

Comparison of pesticide persistence (Fig. 2) with the year of application (Table 1), with
pesticide chemical properties (supplementary data 1) and with rainfall data (supplementary
data 2) did not indicate any particular trend associated with persistence or dissipation.
Whereas the April-May-June rainfall of 2012 was much greater than that of 2011
(supplementary data 2), the residual pesticides that were detected (Fig. 2) had been applied
both in 2011 (diflufenican, epoxiconazole, prochloraz) and in 2012 (thiamethoxam). Analysis

of field soils and of the different sub-strips of VFSs (Fig. 2) showed that, in the three field-

VES systems, and for most of the contaminating compounds, there was a gradient of
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mitigation from the field to the distal sub-strip of the VFS. Thus, in line with numerous
previous studies on VFSs and hedgerows (Collins et al., 2014; Dillaha et al., 1989; Krutz et
al., 2005; Magette et al., 1989; Serra et al., 2016; Stehle et al., 2011; Thomas and Abbott,
2018), the experimental VESs that were set up in 2010 effected significant pesticide
abatement between the field and riparian compartments. Moreover, in the case of prochloraz,
epoxiconazole, diflufenican, and thiamethoxam, mitigation led to the absence of detection of
the xenobiotics in the distal sub-strip of the VFS, thus highlighting the role of the VES in
protecting riparian environments and streams from xenobiotic transfers. In contrast, the
distinct distribution pattern of acetochlor and S-metolachlor, which were detected in sub-strip
C of the VFSs, would be consistent with contamination from other sources than adjacent
fields.

Comparison of the dynamics of the three triazole compounds, epoxiconazole, metconazole
and prothioconazole, which were applied in the adjacent fields of the 3 VFSs (Table 3),
revealed striking differences. Comparison of Fig. 2 and Table 3 showed that epoxiconazole
was highly persistent, especially in the adjacent fields of VFS-91 and VFS-113. In contrast,
metconazole and prothioconazole, which were applied at higher doses than epoxiconazole
(Table 1), were not detected. Epoxiconazole has indeed been identified as a major and
frequent contaminant of European Union soils (Silva et al., 2019). Complete dissipation of
epoxiconazole in the distal sub-strip of the 3 VFSs (Fig. 2) was therefore an important feature
of VFS efficiency in the present agricultural context.

3.3 Temporal dynamics of plant species within the experimental VFSs

VESs can show a variety of designs in terms of size, positioning, or plant communities
(Carluer et al., 2017; Gene et al., 2019; Hénault-Ethier et al., 2017; Serra et al., 2016). Plants
with various phylogenetic, life-cycle, morphological and functional characteristics have been

used (Boutin et al., 2019; Carluer et al., 2017; Cullen, 1964; Falquet et al., 2015; Gene et al.,
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2019; Haan et al., 1994; Hénault-Ethier et al., 2017; Serra et al., 2016; Silvertown et al., 1994;
Troiani et al., 2016; Turkington and Franko, 1980). In the present study, experimental design
and initial sowing of the same seed mixture at different locations resulted in identical plant
communities, whose trajectories were followed over two years of agricultural practice.
Botanical surveys of the VFSs (Table 4) showed striking differences between plant species
with a high level of maintenance for Festuca rubra, Lolium perenne, Agrostis stolonifera, and
Phleum pratense and a low level of maintenance for Centaurea cyanus and Fagopyrum
esculentum. The 4 plant species that showed the highest level of maintenance were all
Poaceae with a perennial lifestyle, medium to high tolerance to root-level pollutants and
variable competitive ability (Table 4). The 2 plant species that showed the lowest level of
maintenance were non-Poaceae with an annual lifestyle, low to medium tolerance to root-
level pollutants and variable competitive ability (Table 4).

FCA of the initial botanical surveys of surface covers, carried out in June 2011, did not show
any major difference of plant composition between the 5 VFESs nor between the 3 sub-strips
across the 5 VFSs (data not shown). The botanical surveys that were carried out in June 2012
revealed the disappearance of Anthemis tinctoria, Centaurea cyanus and Fagopyrum
esculentum in all of the VFSs. Moreover, FCA of these botanical surveys (Fig. 3) showed
diverging trajectories between the different VFSs, with VFS-91 showing an enrichment in
Festuca rubra, Lotus corniculatus and Trifolium pratense. This FCA (Fig. 3) also revealed the
divergence of sub-strip C from the other sub-strips, with a relative increase of bare ground
and the establishment of novel spontaneous vegetation in sub-strip C and an enrichment in
Lolium perenne and Phleum pratense in sub-strip A. This discrimination between sub-strips A,
B and C was verified for the 5 VES and was therefore independent from the individual
locations of the VFSs, thus suggesting the effects of field/non-field contrasts, that must

involve not only the gradients of residual pesticides (Fig. 2), but also gradients of pesticide
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drifts, in-field fertilization drifts, light availability or soil properties (Boutin et al., 2019; De
Snoo and Van der Poll, 1999; Guerrieri et al., 2019; Kleijn, 1996; Kleijn and Snoeijing, 1997,
Kleijn and Verbeek, 2000; Silva et al., 2019).

3.4 Relationships between pesticides and plant community dynamics within the
experimental VFSs

In the agricultural context of the study area and of the collaboration with local farmers, it was
not practicable to set up control experimental VFSs with no-pesticide adjacent fields over the
course of 3 years. The analysis of potential relationships between pesticides and plant
community dynamics was therefore carried out as a cross-VFS comparison, under the
assumption that the different field-VFS systems may show contrasted dynamics related to
differential exposure to pesticides. Comparison of the dynamics of pesticide levels in the sub-
strips (Fig. 2) and dynamics of plant surface covers (Fig. 3) was carried out by co-inertia
analysis of the datasets for each VFS (VFS-91, VFS-113, VES-114). The RV coefficient of
this analysis (Robert and Escoufier, 1976) seemed to be related to the total amount of residual
pesticides detected in sub-strip A of the VFS (Fig. 4). Thus, only VFS-91 was found to have a
significant RV coefficient of 0.657744 with a p-value of 0.006. The corresponding
distribution for VES-91 (Fig. 5), taking into account the different transects, plant surface
covers and residual pesticides, highlighted the weights of acetochlor, epoxiconazole,
prochloraz and thiamethoxam in determining the dynamics of Agrostis stolonifera, Lotus
corniculatus, Trifolium pratense, Phleum pratense, Festuca rubra and Lolium perenne.
Acetochlor appeared to be associated with the facilitation of spontaneous vegetation.
Prochloraz and epoxiconazole fungicides, as well as the insecticide thiamethoxam, appeared
to be associated with the facilitation of Phleum pratense, Festuca rubra and Lolium perenne.

4. Discussion
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4.1. Multi-level persistence of pesticidesThe different analyses of residual pesticide levels in
the soils of fields and VFSs highlighted that pesticide persistence in this northern Brittany
agricultural landscape was interannual (over at least two years), multi-chemical (at least 15
compounds in the soil of VFES-114 adjacent field), multi-functional (herbicides, fungicides,
insecticides) and multi-source (in-field, landscape-scale). In the case of epoxiconazole,
persistence in field soil, as in the adjacent field of VFS-91 [6.85 pg.(kg dry soil)'],
represented 68% of the initial 9.9 pg.(kg dry soil)! level derived from the expected
environmental concentration (Peterson et al., 1994) from the application that had taken place
the previous year (Table 3). Given the 98- or 120-day DT50 of epoxiconazole (supplementary
data 1; Silva et al., 2019), the high level of epoxiconazole persistence after one year may have
been due to specific environmental conditions within the northern Brittany landscape that
remain to be characterised. Similarly, the DTS0 estimation of 59 days for prochloraz (Table 3;
Fig. 2), in contrast with the reported field DT50 of 17 days (supplementary data 1), suggested
that local conditions led to extended persistence.

The observed multiplicity of soil pesticide contaminations, in an agricultural context of low
levels of glyphosate application, was significantly higher than that reported in most European
agricultural soils (Silva et al., 2019). The survey of agricultural soils that was carried out in 11
countries and 6 agricultural systems showed that detection of more than 10 pesticide residues
was very rare (Silva et al., 2019). Among the 15 compounds that were detected in the present
study, only two, boscalid and epoxiconazole, have been reported to be most frequently found
in European soils (Silva et al., 2019). Silva et al. (2019) considered that, given the available
datasets of their study, no clear conclusion could be drawn between the diversity of pesticide
use and the occurrence of pesticide residues in soil. The present field-scale study highlighted
the significant proportion of soil-measured pesticides (at least 15) relatively to the number of

applied pesticides at field level (27). It also highlighted that the actual persistence of
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pesticides in field and VFS soils was more complex than what could have been predicted
from nominal applications and DTS0 properties (supplementary data 1; European
Commission, 2016), and therefore, a fortiori, from global regional parameters of pesticide
usage that are used in large-scale studies (Billeter et al., 2008; Fried et al., 2018; Geiger et al.
2010).

The persistence of mixtures of pesticides in the environment, even at low level, presents a
potential stress risk for non-target organisms and non-target ecosystems (Alberto et al., 2016,
2017; Peterson et al., 1994; Ramel et al., 2007, 2012; Serra et al., 2013; Serra et al., 2019) and
a potential health risk as possible human poisons or carcinogens (Carvalho, 2017; Krutz et al.,
2005; Wilson and Tisdell, 2001). On the one hand, the VFSs were shown to function as
efficient barriers to prevent xenobiotic transfers from the fields to the riparian environments.
This was particularly true for epoxiconazole, which, as described above, showed a high level
of persistence in field soils. However, epoxiconazole in sub-strip A of VFS-91 [4.04 pg.(kg
dry soil)!] (Fig. 2) represented 41% of the expected environmental concentration [9.9 ug.(kg
dry soil)!] (Peterson et al., 1994) derived from the application that had taken place the
previous year (Table 3). In other words, the spread of epoxiconazole from the field was higher
than most assumptions of pesticide drift (Brown et al., 2009; Gove et al., 2007; Peterson et al.,
1994). It was therefore all the more striking that epoxiconazole was not detected in the distal
sub-strip of the VFSs.

Mitigation efficiency of VFSs depends on VES characteristics and processes, such as width,
shielding, fungal and microbial bioremediation, or direct phytoremediation (Krutz et al., 2005;
Mench et al., 2010; Roberts et al., 2012; Thomas and Abbott, 2018), as well as on physico-
chemical processes linked to climate, soil, hydrology and sediment transport (Mufioz-Carpena
et al., 2015, 2019). The present comparison of different VES trajectories starting from the

same initial plant community could not reveal which of these characteristics or processes
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played a major role in VFS-based mitigation. However, whatever the processes involved, the
dynamics of the VFS plant community showed that Festuca rubra, Lolium perenne, Agrostis
stolonifera, Lotus corniculatus, Trifolium pratense and Phleum pratense could successfully
carry out their agri-environmental roles under the conditions of the northern Brittany
landscape. On the other hand, VES soil itself was also contaminated by S-metolachlor and
acetochlor. These pesticides had not been applied in adjacent fields in the previous years, but
were part of pesticide usage in the area, as exemplified by their use in the adjacent fields of
VFS-109 and VFS-112 (Table 1), thus indicating the existence of landscape-scale processes
of dissemination (Collins et al., 2014). Imidacloprid, alachlor, boscalid, bromuconazole and
cadusafos were also detected in both field and VFS soils (Table 2), although they had not
been used in any of the fields under study, thus suggesting that landscape-scale contamination
could occur over long distances.

4.2. Effects of pesticide dissemination and soil persistence on plant community dynamics
Our present field-scale approach, combined with actual measurements of pesticides in soils,
revealed contrasted situations between fields and between VFSs within the same agricultural
landscape, thus highlighting the difficulty to correlate plant dynamics and global levels of
pesticide usage. Moreover, even at field level, these contrasts (Fig. 2) did not directly depend
on the nominal amount of pesticide applications (Table 1). Similar levels of application
resulted in different dynamics of pesticides in the soils, which was also compounded by
contamination by landscape-level pesticides. These contrasts had differential effects on plant
dynamics in the different VFSs under study, with one particular VFS only, VES-91, showing
a significant correlation between plant dynamics and pesticide levels in the soil (Figs 4-5).
Conversely, the absence of correlation in VFS-113 and VFS-114 highlighted that residual
pesticides were not necessarily the major driving factor of plant dynamics in all of the VFESs

and that other factors or parameters were involved, either as direct drivers of plant dynamics
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or in interaction with residual pesticides. Additional multi-level studies would therefore be
required to take into account physico-chemical factors such as soil and hydrological
properties, as well as the modalities of pesticide transport from the field to accumulation in
VES soil.

It could be tentatively hypothesised that correlation between plant dynamics and residual
pesticides depended on a threshold of pesticide accumulation in the soil (Fig. 4). It was
noteworthy that this apparent threshold (between 2.697 and 4.772 ug.kg'! dry soil) that could
be derived from the 12-pesticide screening given in Fig. 2 was lower than the sums of the
pesticide levels (adjacent field of VFS-91: 10.561 pug.kg" dry soil; adjacent field of VFS-113:
9.471 pugkg! dry soil; adjacent field of VFS-114: 4.842 ugkg! dry soil) measured in the
adjacent fields of the three locations under study and derived from the same 12-pesticide
screening (Fig. 2). Changes of plant community dynamics are necessarily related to
modifications of plant physiology, whether through direct effects on plant functioning or
through indirect effects on plant microbial, fungal or animal environments. The levels of
mixtures of residual pesticides in field soils and their interannual persistence therefore pointed
out to potential carry-over effects on crops and weeds within the fields from one growing
season to the other. Such effects are likely to lead to crop injury, weed control failure or
induction of herbicide resistance (Alberto et al., 2016; Serra et al., 2019). Moreover, these
carry-over effects may hamper the transition of field use to organic farming or to specialty
crops. The worldwide worry of the Food and Agriculture Organization concerning soil
pollution and related yield decreases (Rodriguez-Eugenio et al., 2018) should therefore not be
ruled out at the local and regional European scale.

The plant-pesticide relationship that was found in VFS-91 (Fig. 5) emphasised negative
correlation of the herbicide acetochlor with Trifolium pratense, and positive correlations of

the insecticide thiamethoxam and of the fungicides prochloraz and epoxiconazole with
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Festuca rubra, Lolium perenne and Phleum pratense. Studies under axenic, in vitro or
artificial conditions show that plants can uptake xenobiotics at root level with subsequent
root-shoot translocation (Mortl et al.,, 2019; Sulmon et al., 2007) and that low,
environmentally-relevant, sublethal and subtoxic levels of not only herbicides, but also
fungicides and insecticides, can directly affect plant metabolism and physiology (Alberto et
al., 2017, 2018; Saunders et al., 2013; Serra et al., 2013, 2015a, 2015b, 2019; Soares et al.,
2019).

Acetochlor, triazoles, prochloraz and thiamethoxam can indeed directly interact with plant
growth and development. The acetochlor herbicide has a direct effect on protein synthesis
(Mezzari et al., 2005). The fungicide tebuconazole, which belongs to the same triazole family
as epoxiconazole, and which is a major contaminant of European soils (Silva et al., 2019), has
negative effects on root growth of Anthemis tinctoria and Centaurea cyanus and positive
effects on root growth of Lolium perenne (Serra et al., 2019). The fungicide prochloraz has
been shown to interfere with plant brassinosteroid and cytokinin regulations (Werbrouck and
Debergh, 1996, 2004). Thiamethoxam has been shown to interfere with plant drought stress
responses and salicylate regulations (Ford et al., 2010; Stamm et al., 2014).

The disappearance of Anthemis tinctoria and Centaurea cyanus from all of the VFSs could be
related to their sensitivity to agricultural pollutants (Serra et al., 2019), and conversely,
Festuca rubra, Lolium perenne, Agrostis stolonifera, Lotus corniculatus and Trifolium
pratense, which were maintained in the VFSs, show positive growth responses to some
agricultural pollutants (Serra et al., 2019). These relationships could thus reflect direct effects
of pesticides on plant dynamics in the agricultural landscape under study. In contrast, the
disappearance of Fagopyrum esculentum from all of the VFSs could not be ascribed to a
higher sensitivity to xenobiotics, and the maintenance of Phleum pratense in the VEFS

contrasted with its negative growth responses to agricultural pollutants (Serra et al., 2019).
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Further work is therefore required to analyse the in situ responses of plants to contaminating
pesticides, in terms of uptake and physiological perturbations, and to clarify the interferences
between the responses to contaminating pesticides and other influencing factors, such as plant
interspecific competition (Boutin et al., 2019; Damgaard et al., 2014; Jung et al., 2009),
fertilizers (Gove et al., 2007; Pellissier et al., 2014) or soil and hydrological properties (Gove
et al., 2007; Mufoz-Carpena et al., 2015, 2019).

4.3. Potential consequences for environmental risk assessment

Given their potential impact on plants and ecosystem services, detection of residual pesticides
(herbicides, fungicides, insecticides) may be construed as a situation of agricultural soil
pollution (Rodriguez-Eugenio et al., 2018). The importance of acetochlor, epoxiconazole,
prochloraz and thiamethoxam in terms of persistence and potential impacts must be
modulated in view of the constant evolution of pesticide regulations. In the European Union
(European Commission, 2016), whereas prochloraz 1is still an approved pesticide,
thiamethoxam and acetochlor are no longer approved, and epoxiconazole is in a process of
expiration of approval. Moreover, acetochlor, epoxiconazole, prochloraz and thiamethoxam
remain in use in other countries, such as Australia (https://portal.apvma.gov.au).

The relative importance of the fungicides epoxiconazole and prochloraz in terms of
persistence in soils, residual levels and impact on vegetation dynamics underlined the need to
give more attention to environmental risks associated with fungicides (Satapute et al., 2019;
Zubrod et al., 2019). Epoxiconazole is detected in surface waters at a mean concentration of 2
(+ 8, SEM) ug.L! (Zubrod et al., 2019). Epoxiconazole concentrations measured in the fields
and VFS of the present study were therefore within the higher values of that range. Moreover,
both triazoles tebuconazole and epoxiconazole have been reported to be highly toxic to non-
target fungi, such as aquatic fungi, with significant effects at 1 ug.L! (Dijksterhuis et al.,

2011). Tebuconazole has also been reported to inhibit metabolism of microbial communities
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at a concentration of 2 ug.L! (Artigas et al., 2014). The direct negative effects of
tebuconazole on plants have been shown to occur at much higher concentrations in the range
300-1200 pg.L! (Serra et al., 2013, 2019), which would suggest that the effects on vegetation
dynamics described above could not be ascribed to direct effects of triazoles on plants.
However, direct effects due to the combination of residual pesticides (acetochlor,
epoxiconazole, prochloraz, thiamethoxam) could not be ruled out. At any rate, the present
study strongly indicated that residual levels of triazoles were highly likely to affect microbial
communities and generate microbial perturbations that can affect soil health and plant growth
and development (Satapute et al., 2019; Zubrod et al., 2019).

Besides their central roles in pesticide and nutrient mitigation, VES can be designed to
support other ecosystem services (Gene et al., 2019; Hille et al., 2018). Direct or indirect
effects of residual pesticides leading to modifications of VFS vegetation may not be
innocuous in terms of maintenance of such ecosystem services. In a slightly different context,
that of field margins, Pollier et al. (2018) have emphasised the relationships between
vegetation and arthropod dynamics and advocated the protection of field margins from
pesticide drift, runoff and leaching. Yamamuro et al. (2019) have demonstrated the long-term
and cascading effects of pesticide impacts in the environment. Moreover, low levels of
residual pesticides can affect plant metabolism of soluble sugars, organic acids and amino
acids without necessarily affecting plant survival and growth (Serra et al., 2013), and
therefore induce cascading effects on feeding stimulation of insects (Hervé et al., 2014) or
nitrogen quality of forage for livestock and wild animals (Savary-Auzeloux et al., 2003).

The levels of epoxiconazole persistence in field soils (Fig. 2) would theoretically entail the
presence of 23 g of epoxiconazole at the level of a one-ha field, such as the adjacent field of
VES-91. The levels of epoxiconazole persistence in sub-strip A (Fig. 2) would correspond to

the presence of 13.5 g of epoxiconazole in the theoretical context of two 2m wide VFS
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ribbons on either side of a 5000-m stream. Climate-related events, through flooding from the
streams or through wind-borne dust from fields and VFSs, and agricultural mechanical work,
through dust-forming processes or through road traffic of agricultural machinery, are likely to
spread fractions of these levels of persistent xenobiotics throughout the landscape in a manner
that bypasses VFS barriers. Thus, flood events with pesticide discharges of 0.34 g.ha! have
been shown to lead to stream contaminations above maximum allowable concentrations
(Rabiet et al., 2010). All of this strongly suggested that xenobiotic mitigation must include
landscape-scale practices, aiming in particular at the control of field erosion, sediment
transport and runoff processes (Mufioz-Carpena et al., 2015, 2019; Gene et al., 2019; Silva et
al., 2019), in order to complement VFS-based processes.

4.4. Potential consequences for animal and human health

Acetochlor, epoxiconazole and thiamethoxam are considered to be cytotoxic, hepatotoxic
and/or carcinogenic (Green et al., 2005; Heise et al., 2018; Kale et al., 2008), and additive or
potentiating toxicological effects of mixtures of herbicides, fungicides and insecticides have
been described (Reffstrup et al., 2010; Rizzati et al., 2016). The long-term persistence of
pesticides in agricultural and VFS soils in the landscape under study may therefore imply that
soil and dust contacts can have negative effects on animal wildlife and livestock (Bart et al.,
2019; Van Bruggen et al., 2018; Wilson and Tisdell, 2001). It also implies that agricultural
activities take place in a contaminated environment, with therefore potential impact on agro-
workers and agro-users.

The European Food Safety Authority (EFSA) considers that there are many unknowns
regarding the pathways of non-dietary exposure to pesticides (EFSA, 2014). It has been
established that dermal exposure and inhalation are important features of occupational hazards
linked to pesticide preparation and application (Flack et al., 2008). Moreover, novel scenarios

of exposure, such as contact with pesticide-contaminated waters, are increasingly taken into
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account (Banyiova et al., 2019). Thus, in a situation of contaminated agricultural and VFS
soils, as described above, dust-forming processes in Summer and Autumn or mud-forming
conditions from Autumn to Spring may result in inhalation of or skin exposure to pesticide-
laden particles, especially affecting operators and workers. On the other hand, acceptable
daily intakes or reference doses are highly variable between pesticides, ranging from pg.kg
.day?! to mgkg'day! orders of magnitude (Binyiova et al., 2019). Further research is
therefore required to diversify health risk assessments in pesticide-contaminated
environments (Bdnyiovéa et al., 2019) within a framework of ongoing multi-level vigilance

that should supersede the current system of regulatory approval (Milner and Boyd, 2017).

27



Contflict of interest
The authors do not have any commercial or financial conflict of interest regarding the present

article.

28



Acknowledgements

Fieldwork was conducted within the framework of the “Zone Atelier Armorique” Long Term
Ecological Research network (Centre National de la Recherche Scientifique). We wish to
thank the local farmers involved in the project for their active and kind collaboration. We also
thank the ECOCHIM platform (UMR 6553 ECOBIO, University of Rennes 1, CNRS) and the
Rovaltain Research Company (Valence, France) for their involvement in pesticide analysis.
Our research on plant-pesticide interactions and xenobiotic stress has been funded, in part, by
the “Ingénierie écologique” interdisciplinary programme (Centre National de la Recherche
Scientifique), by the Fondation pour la recherche sur la biodiversité and by the University of
Rennes 1. The Kuzul-rannvro Breizh/Conseil régional de Bretagne (France) is acknowledged
for a doctoral scholarship to AAS. Funding sources had no involvement in the design of the
study, in the collection, analysis or interpretation of data, in the writing of the report, nor in

the decision to submit this article for publication.

29



References

Alberto, D., Serra, A.A., Sulmon, C., Gouesbet, G., Couée, 1., 2016. Herbicide-related
signaling in plants reveals novel insights for herbicide use strategies, environmental risk
assessment and global change assessment challenges. Sci. Total Environ. 569-570, 1618—
1628.

Alberto, D., Couée, 1., Sulmon, C., Gouesbet, G., 2017. Root-level exposure reveals multiple
physiological toxicity of triazine xenobiotics in Arabidopsis thaliana. J. Plant Physiol. 212,
105-114.

Alberto, D., Couée, 1., Pateyron, S., Sulmon, C., Gouesbet, G., 2018. Low doses of triazine
xenobiotics mobilize ABA and cytokinin regulations in a stress- and low-energy dependent
manner. Plant Sci. 274, 8-22.

Alignier, A., 2018. Two decades of change in a field margin vegetation metacommunity as a
result of field margin structure and management practice changes. Agric. Ecosyst. Environ.
251, 1-10. http://dx.doi.org/10.1016/j.agee.2017.09.013.

Alignier, A., Aviron, S., 2017. Time-lagged response of carabid species richness and
composition to past management practices and landscape context of semi-natural field
margins. J. Environ. Manag. 204, 282-290. doi:10.1016/j.jenvman.2017.08.054.
Arias-Estévez, M., Lopez-Periago, E., Martinez-Carballo, E., Simal-Gandara, J., Mejuto, J.C.,
Armendariz, O., Gil-Monreal, M., Zulet, A., Zabalza, A., Royuela, M., 2016. Both foliar and
residual applications of herbicides that inhibit amino acid biosynthesis induce alternative
respiration and aerobic fermentation in pea roots. Plant Biol. 18, 382-390.

Artigas, J., Pascault, N., Bouchez, A., Chastain, J., Debroas, D., Humbert, J.F., Leloup, J.,
Tadonleke, R.D., ter Halle, A., Pesce, S., 2014. Comparative sensitivity to the fungicide
tebuconazole of biofilm and plankton microbial communities in freshwater ecosystems. Sci.

Total Environ. 468, 326—-336.

30



Banyiov4, K., NeCasovd, A., Kohoutek, J., Justan, L., Cupr, P., 2019. New experimental data
on the human dermal absorption of Simazine and Carbendazim help to refine the assessment
of human exposure. Chemosphere 145, 148-156.

Bart, S., Barraud, A., Amossé, J., Péry, A.R.R., Mougin, C., Pelosi, C., 2019. Effects of two
common fungicides on the reproduction of Aporrectodea caliginosa in natural soil. Ecotoxicol.
Environ. Saf. 181, 518-524. doi: 10.1016/j.ecoenv.2019.06.049.

Bedos, C., Cellier, P., Calvet, R., Barriuso, E., 2002. Occurrence of pesticides in the
atmosphere in France. Agronomie 22, 35-49.

Billeter, R., Liira, J., Bailey, D., et al., 2008. Indicators for biodiversity in agricultural
landscapes: a pan-European study. J. Appl. Ecol. 45, 141-150.

Binet, F., Kersanté, A., Munier-Lamy, C., Le Bayon, R.C., Belgy, M.J., Shipitalo, M.J., 2006.
Lumbricid macrofauna alter atrazine mineralization and sorption in a silt loam soil. Soil Biol.
Biochem. 38, 1255-1263.

Boutin, C., Montroy, K., Mathiassen, S.K., Carpenter, D.J., Strandberg, B., Damgaard, C.,
2019. Effects of Sublethal Doses of Herbicides on the Competitive Interactions between 2
Nontarget Plants, Centaurea cyanus L. and Silene noctiflora L. Env. Toxicol. Chem. 38,
2053-2064. DOI: 10.1002/etc.4506

Brown, L.R., Robinson, D.E., Young, B.G., Loux, M.M., Johnson, W.G., Nurse, R.E.,
Swanton, C.J., Sikkema, P.H., 2009. Response of corn to simulated glyphosate drift followed
by in-crop pesticides. Weed Technol. 23, 11-16.

Carvalho, F.P., 2017. Pesticides, environment, and food safety. Food and Energy Security 6,
48-60.

Collins, A.L., Stutter, M., Kronvang, B., 2014. Mitigating diffuse pollution from agriculture:
international approaches and experience. Sci Tot Env 468-469, 1173-1177.

https://doi.org/10.1016/j.scitotenv.2013.11.001.

31



CORPEP, 2018. Réseau de suivi de la qualité des eaux en produits phytosanitaires, CORPEP
historique 2009-2015. http://www.bretagne.developpement-durable.gouv.fr/reseau-de-
suivide-la-qualite-des-eaux-en-produits-a3330.html, Accessed date : 21 January 2020.

Cullen, N.A., 1964. Species competition in establishing swards: suppression effects of
ryegrass on establishment and production of associated grasses and clovers. New Zealand J.
Agricultural Res. 7, 678-693, DOI: 10.1080/00288233.1964.10416397

Damgaard, C., Strandberg, B., Mathiassen, S.K., Kudsk, P., 2014. The effect of glyphosate on
the growth and competitive effect of perennial grass species in semi-natural grasslands. J.

Environ. Sci. Health B 49, 897-908. https://doi.org/10.1080/03601234.2014.951571.

De Snoo, G.R., Van Der Poll, R.J., 1999. Effect of herbicide drift on adjacent boundary
vegetation. Agric. Ecosyst. Environ. 73, 1-6.

Dias, N.C., Poole, C.F., 2002. Mechanistic study of the sorption properties of Oasis® HLB
and its use in solid-phase extraction. Chromatographia 56, 881-889.

Dijksterhuis, J., van Doorn, T., Samson, R., Postma, J., 2011. Effects of seven fungicides on
non-target aquatic fungi. Water Air Soil Pollut. 222, 421-425.

Dillaha, T.A., Reneau, R.B., Mostaghimi, S., Lee, D., 1989. Vegetative filter strips for
agricultural nonpoint source pollution control. Transactions of ASAE 32, 491-496.

EFSA, 2014. Guidance on the assessment of exposure of operators, workers, residents and
bystanders in risk assessment for plant protection products. EFSA J. 12 (10), 3874.

European Commission, 2016. EU-Pesticides database.

https://ec.europa.eu/food/plant/pesticides/eu-pesticides-

database/public/?event=homepage&language=EN, Accessed date : 21-31 January 2020.

Falquet, B., Gfeller, A., Pourcelot, M., Tschuy, F., Wirth, J., 2015. Weed suppression by

common buckwheat : a review. Environ. Control Biol. 53, 1-6.

32



Flack, S., Goktepe, 1., Ball, L.M., Nylander-French, L.A., 2008. Development and application
of quantitative methods for monitoring dermal and inhalation exposure to propiconazole. J.
Env. Monit. 10, 336-344.

Ford, K.A., Casida, J.E., Chandran, D., Gulevich, A.G., Ra, O., Durkin, K.A., Sarpong, R.,
Bunnelle, E.M., Wildermuth, M., 2010. Neonicotinoid insecticides induce salicylate-
associated plant defense responses. Proc. Natl. Acad. Sci. U. S. A. 41, 17517-17532.
http://dx.doi.org/10.1073/pnas.1013020107.

Fried, G., Villers, A., Porcher, E., 2018. Assessing non-intended effects of farming practices
on field margin vegetation with a functional approach. Agric. Ecosyst. Environ. 261, 33-44.
https://doi.org/10.1016/j.agee.2018.03.021

Geiger, F., Bengtsson, J., Berendse, F., Weisser, W.W., Emmerson, M., Morales, M.B.,
Ceryngier, P., Liira, J., Tscharntke, T., Winqvist, C., Eggers, S., Bommarco, R., Pirt, T.,
Bretagnolle, V., Plantegenest, M., Clement, L.W., Dennis, C., Palmer, C., Oiate, J.J.,
Guerrero, 1., Hawro, V., Aavik, T., Thies, C., Flohre, A., Hinke, S., Fischer, C., Goedhart,
P.W., Inchausti, P., 2010. Persistent negative effects of pesticides on biodiversity and
biological control potential on European farmland. Basic Applied Ecol. 11, 97-105.

Gene, S.M., Hoekstra, P.F., Hannam, C., White, M., Truman, C., Hanson, M.L., Prosser, R.S.,
2019. The role of vegetated buffers in agriculture and their regulation across Canada and the
United States. J. Env. Manag. 243: 12-21. https://doi.org/10.1016/j.jenvman.2019.05.003
Gil-Tena, A., De Caceres, M., Ernoult, A., Butet, A., Brotons, L., Burel, F., 2015.
Agricultural landscape composition as driver of farmland bird diversity in Brittany (NW
France). Agric. Ecosyst. Environ. 205, 79-89.

Gove, B., Power, S.A., Buckley, G.P., Ghazoul, J., 2007. Effects of herbicide spray drift and

fertilizer overspread on selected species of woodland ground flora: comparison between

33



short-term and long-term impact assessments and field surveys. J. Appl. Ecol. 44, 374-384.

https://doi.org/10.1111/5.1365-2664.2007.01261 .x.

Green, T., Toghill, A., Lee, R., Waechter, F., Weber, E., Noakes, J., 2005. Thiamethoxam
induced mouse liver tumors and their relevance to humans. Part 1: mode of action studies in
the mouse. Toxicol. Sci. 86, 36-47.

Guerrieri, A., Dong, L., Bouwmeester, H.J., 2019. Role and exploitation of underground
chemical signaling in plants. Pest Manag. Sci. 75, 2455-2463. doi: 10.1002/ps.5507.

Haan, C.T., B.J. Barfield and J.C. Hayes. 1994. Design Hydrology and Sedimentology for
Small Catchments. San Diego: Academic Press

Heise, T. Schmidt, F., Knebel, C., Rieke, S., Haider, W., Geburek, 1., Niemann, L., Marx-
Stoelting, P., 2018. Hepatotoxic combination effects of three azole fungicides in a broad dose
range. Arch. Toxicol. 92, 859-872.

Helander, M., Saloniemi, 1., Saikkonen, K., 2012. Glyphosate in northern ecosystems. Trends
Plant Sci. 17, 569-574. https://doi.org/10.1016/j.tplants.2012.05.008.

Hénault-Ethier, L, Lucotte, M, Moingt, M, Paquet, S, Maccario, S, Smedbol, E, Gomes, MP,
Lepage, L, Juneau, P, Labrecque, M., 2017. Herbaceous or Salix miyabeana ‘SX64’ narrow
buffer strips as a means to minimize glyphosate and aminomethylphosphonic acid leaching
from row crop fields. Sci. Total Environ. 598, 1177-1186.

http://dx.doi.org/10.1016/j.scitotenv.2017.04.104

Hille, S., Andersen, D.K., Kronvang, B., Baattrup-Pedersen, A., 2018. Structural and
functional characteristics of buffer strip vegetation in an agricultural landscape - high

potential for nutrient removal but low potential for plant biodiversity. Sci. Total Environ. 628-

629, 805-814.

34



Hervé, M.R., Delourme, R., Gravot, A., Marnet, N., Berardocco, S., Cortesero, A.M., 2014.
Manipulating feeding stimulation to protect crops from insect pests? J. Chem. Ecol. 40, 1220-

1231. http://dx.doi.org/10.1007/s10886-014-0517-y.

Jung, V., Mony, C., Hoffman, L., Muller, S., 2009. Impact of competition on plant
performances along a flooding gradient: a multi-species experiment. J. Veg. Sci. 20, 433-441.
Kale, V.M., Miranda, S.R., Wilbanks, M.S., Meyer, S.A., 2008. Comparative cytotoxicity of
alachlor, acetochlor, and metolachlor herbicides in isolated rat and cryopreserved human
hepatocytes. J. Biochem. Mol. Toxicol. 22, 41-50.

Kleijn, D., 1996. The use of nutrient resources form arable fields by plants in field boundaries.
J. Appl. Ecol. 33, 1433-1440.

Kleijn, D., Snoeijing, G.I.J., 1997. Field boundary vegetation and the effects of agrochemical
drift: botanical change caused by low levels of herbicide and fertilizer. J. Appl. Ecol. 34,
1413-1425.

Kleijn, D., Verbeek, M., 2000. Factors affecting the species composition of arable field
boundary vegetation. J. Appl. Ecol. 37, 256-266.

Krutz, L.J., Senseman, S.A., Zablotowicz, R.M.,Matocha, R.A., 2005. Reducing herbicide
runoff from agricultural fields with vegetative filter strips : a review. Weed Sci. 53, 353-367.
Kuussaari, M., Hyvonen, T., Harmd, O., 2011. Pollinator insects benefit from rotational

fallows. Agricult Ecosyst Env 143, 28-36. https://doi.org/10.1016/j.agee.2011.03.006.

Larroudé, S., Massei, N., Reyes-Marchant, P., Delattre, C., Humbert, J.F., 2013. Dramatic
changes in a phytoplankton community in response to local and global pressures : a 24-year
survey of the river Loire (France). Global Change Biol. 19, 1620-1631.

Liira, J., Schmidt, T., Aavik, T., et al., 2008. Plant functional group composition and large-
scale species richness in European agricultural landscapes. J. Veg. Sci. (1), 3—14.

Ma, M., Herzon, 1., 2014. Plant functional diversity in agricultural margins and fallow fields

35



varies with landscape complexity level: conservation implications. J Nature Conserv 22, 525—
531.

MacLeod, M., Breitholz, M., Cousins, L.T., deWit, C.A., Persson, L.M., Rudén, C.,
McLachlan, M.S., 2014. Identifying chemicals that are planetary boundary threats. Environ.
Sci. Tech. 48, 11057-11063. https://doi.org/10.1021/es501893m.

Magette, W.L., Brinsfield, R.B., Palmer, R.E., Wood, J.D., 1989. Nutrient and sediment
removal by vegetated filter strips. Transactions of ASAE 32, 663-667.

Mench, M., Lepp, N., Bert, V., Schwitzguébel, J.P., Gawronski, S.W., Schoder, P.,
Vangronsveld, J., 2010. Successes and limitations of phytotechnologies at field scale:
outcomes, assessment and outlook of COST Action 859. J Soils Sed 10, 1039-1070.

Mezzari, M.P., Walters, K., Jelinkova, M., Shih, M.C., Just, C.L., Schnoor, J.L., 2005. Gene
expression and microscopic analysis of Arabidopsis exposed to chloroacetanilide herbicides
and explosive compounds. A phytoremediation approach. Plant Physiol. 138, 858-869.
Milner, A.M., Boyd, 1.L., 2017. Toward pesticidovigilance. Science 357, 1232—-1234. https://
doi.org/10.1126/science.aan2683.

Monbet, P., 2004. Dissolved and particulate fluxes of copper through the Morlaix river
estuary (Brittany, France): mass balance in a small estuary with strong agricultural catchment.
Mar. Pollut. Bull. 48, 78-86.

Mortl, M., Darvas, B., Vehovsky, A., Gyori, J., Székéacs, A., 2019. Contamination of the
guttation liquid of two common weeds with neonicotinoids from coated maize seeds planted
in close proximity. Sci. Total Env. 649, 1137-1143.

Muioz-Carpena, R. A. Ritter, G.A. Fox and O. Perez-Ovilla. 2015. Does mechanistic
modeling of filter strip pesticide mass balance and degradation affect environmental exposure

assessments? Chemosphere 139:410-421. doi:10.1016/j.chemosphere.2015.07.010

36



Muioz-Carpena, R., A. Ritter, G. Fox. 2019. Comparison of empirical and mechanistic
equations for vegetative filter strip pesticide mitigation in long-term environmental exposure
assessments. Water Research 165:1149833. doi:10.1016/j.watres.2019.114983

Pellissier, L., Wisz, M.S., Strandberg, B., Damgaard, C., 2014. Herbicide and fertilizers
promote analogous phylogenetic responses but opposite functional responses in plant
communities. Environ. Res. Lett. 9, 024016.

Persson, L.M., Breitholz, M., Cousins, I.T., deWit, C.A., MacLeod, M., McLachlan, M.S.,
2013. Confronting unknown planetary boundary threats from chemical pollution. Environ.
Sci. Tech. 47, 12619-12622. https://doi.org/10.1021/es402501c.

Peterson, H.G., Boutin, C., Martin, P.A., Freemark, K.E., Ruecker, N.J., Moody, M.J., 1994.
Aquatic phyto-toxicity of 23 pesticides applied at expected environmental concentrations.
Aquat. Toxicol. 28, 275-292.

Piel, S., Baures, E., Thomas, O.., 2012. Contribution to Surface Water Contamination
Understanding by Pesticides and Pharmaceuticals, at a Watershed Scale. International Journal
of Environmental Research and Public Health 9, 4433-4451. doi:10.3390/ijerph9124433
Pollier, A., Guillomo, L., Tricault, Y., Plantegenest, M., Bischoff, A., 2018. Effects of
spontaneous field margin vegetation on the regulation of herbivores in two winter crops.
Basic Applied Ecol. 27, 71-82.

Primost, J.E., Marino, D.J.G., Aparicio, V.C., Costa, J.L., Carriquiriborde, P., 2017.
Glyphosate and AMPA, « pseudo-persistent » pollutants under real-world management
practices in the Mesopotamic pampas agroecosystem, Argentina. Env Poll 229, 771-779.
Rabiet, M., Margoum, C., Gouy, V., Carluer, N., Coquery, M., 2010. Assessing pesticide
concentrations and fluxes in the stream of a small vineyard catchment — Effect of sampling

frequency. Env. Pollut. 158, 737-748. doi:10.1016/j.envpol.2009.10.014.

37



Ramel, F., Sulmon, C., Cabello-Hurtado, F., Taconnat, L., Martin-Magniette, M.L., Renou,
J.P., El Amrani, A., Couée, 1., Gouesbet, G., 2007. Genome-wide interacting effects of
sucrose and herbicide-mediated stress in Arabidopsis thaliana: novel insights into atrazine
toxicity and sucrose-induced tolerance. BMC Genomics 8, 450. https://doi.org/10.1186/1471-
2164-8-450.

Ramel, F., Sulmon, C., Serra, A.A., Gouesbet, G., Couée, 1., 2012. Xenobiotic sensing and
signalling in higher plants. J. Exp. Bot. 363, 999-4014. https://doi.org/10.1093/jxb/ers102.
Reffstrup, T.K., et al., 2010. Risk assessment of mixtures of pesticides. Current approaches
and future strategies. Regul. Toxicol. Pharmacol. 56, 174-192.

Rizzati, V., Briand, O., Guillou, H., Gamet-Payrastre, L., 2016. Effects of pesticide mixtures
in human and animal models: An update of the recent literature. Chem. Biol. Interact. 254,
231-246.

Robert, P., Escoufier, Y., 1976. A unifying tool for linear multivariate statistical methods: the
RV coefficient. Applied Statistics 25, 257-265.

Roberts, W.M., Stutter, M.L, Haygarth, P.M., 2012. Phosphorus Retention and
Remobilization in Vegetated Buff er Strips: A Review. J. Env. Quality 41, 389-399.
Rodriguez-Eugenio, N., McLaughlin, M., Pennock, D., 2018. Soil Pollution: A Hidden
Reality. FAO, Rome (142 pp).

Satapute, P., Kamble, M.V., Adhikari, S.S., Jogaiah, S., 2019. Influence of triazole pesticides
on tillage soil microbial populations and metabolic changes. Sci Total Environ. 651, 2334-
2344. doi: 10.1016/j.scitotenv.2018.10.099.

Saunders, L.E., Koontz, M.B., Pezeshki, R., 2013. Root-zone glyphosate exposure adversely

affects two ditch species. Biology 2, 1488-1496. https://doi.org/10.3390/biology2041488.

38



Savary-Auzeloux, 1., Madjoub, L., Le Floc'h, N., Ortigues-Marty, 1., 2003. Ryegrass-based
diet and barley supplementation: partition of nitrogenous nutrients among splanchnic tissues
and hind limb in finishing lambs. J. Anim. Sci. 81, 3160-3173.

Serra, A.A., Nuttens, A., Larvor, V., Renault, D., Couée, 1., Sulmon, C., Gouesbet, G., 2013.
Low environmentally-relevant levels of bioactive xenobiotics and associated degradation
products cause cryptic perturbations of metabolism and molecular stress responses in
Arabidopsis thaliana. J. Exp. Bot. 64, 2753-2766. https://doi.org/10.1093/jxb/ert119.

Serra, A.A., Couée, 1., Renault, D., Gouesbet, G., Sulmon, C., 2015a. Metabolic profiling of
Lolium perenne shows functional integration of metabolic responses to diverse subtoxic
conditions of chemical stress. J. Exp. Bot. 66, 1801-1816. https://doi.org/ 10.1093/jxb/eru518.
Serra, A.A., Couée, 1., Heijnen, D., Michon-Coudouel, S., Sulmon, C., Gouesbet, G., 2015b.
Genome-wide transcriptional profiling and metabolic analysis uncover multiple molecular
responses of the grass species Lolium perenne under low-intensity xenobiotic stress. Front.
Plant Sci. 6, 1124. https://doi.org/10.3389/fpls.2015.01124.

Serra, A.A., Alberto, D., Sulmon, C., Gouesbet, G., Couée, 1., 2016. Implications des
communautés végétales péri-agricoles dans la dynamique environnementale des pollutions
par les pesticides. Revue d'Ecologie (Terre et Vie) 71, 203-221.

Serra, A.A., Miqueau, A., Ramel, F., Couée, ., Sulmon, C., Gouesbet, G., 2019. Species- and
organ-specific responses of agri-environmental plants to residual agricultural pollutants. Sci.
Total Environ. 694:133661. doi: 10.1016/j.scitotenv.2019.133661.

Silva, V., Montanarella, L., Jones, A., Fernandez-Ugalde, O., Mol, H.G.J., Ritsema, C.J.,
Geissen, V., 2018. Distribution of glyphosate and aminomethylphosphonic acid (AMPA) in
agricultural topsoils of the European Union. Sci. Total Environ. 621, 1352-1359.

https://doi.org/10.1016/j.scitotenv.2017.10.093.

39



Silva, V., Mol, H.G.J., Zomer, P., Tienstra, M., Ritsema, C.J., Geissen, V., 2019. Pesticide
residues in European agricultural soils — a hidden reality unfolded. Sci. Total Environ. 2019,
653, 1532-1545. doi.org/10.1016/j.scitotenv.2018.10.441.

Silvertown, J., Lines, C.E.M., Dale, M.P., 1994. Spatial Competition between Grasses --
Rates of Mutual Invasion between Four Species and the Interaction with Grazing. J. Ecol. 82,
31-38.

Soares, C., Pereira, R., Spormann, S., Fidalgo, F., 2019. Is soil contamination by a glyphosate
commercial formulation truly harmless to non-target plants? - evaluation of oxidative damage
and antioxidant responses in tomato. Env. Pollut. 247, 256-265.
doi.org/https://doi.org/10.1016/j.envpol.2019.01.063.

Stamm, M.D., Enders, L.S., Donze-Reiner, T., Baxendale, F.P., Siegfried, B.D., Heng-Moss,
T.M., 2014. Transcriptional response of soybean to thiamethoxam seed treatment in the
presence and absence of drought stress. BMC Genomics 15, 1055. doi:10.1186/1471-2164-
15-1055

Stehle, S., Elsaesser, D., Gregoire, C., Imfeld, G., Niehaus, E., Passeport, E., Payraudeau, S.,
Schifer, R.B., Tournebize, J., Schulz, R., 2011. Pesticide risk mitigation by vegetated
treatment systems: a meta-analysis. J Env Qual 40, 1068—1080.

Sulmon, C., Gouesbet, G., Binet, F., Martin-Laurent, F., El Amrani, A., Couée, 1., 2007.
Sucrose amendment enhances phytoaccumulation of the herbicide atrazine in Arabidopsis
thaliana. Environ. Pollut. 145, 507-515. https://doi.org/10.1016/j.envpol.2006.04.018.
Thomas, Z., Abbott, B., 2018. Hedgerows reduce nitrate flux at hillslope and catchment scales
via root uptake and secondary effects. J. Contaminant Hydrol. 215, 51-61.
https://doi.org/10.1016/j.jconhyd.2018.07.002

Toivonen, M., Herzon, 1., Helenius, J., 2013. Environmental fallows as a new policy tool to

safeguard farmland biodiversity in Finland. Biol. Conserv. 159, 355-366.

40



Troiani, N., Tardella, F.M., Malatesta, L., Corazza, M., Ferrari, C., Catorci, A., 2016. Long-
term cropland abandonment does not lead per se to the recovery of semi-natural herb
communities deemed habitats of community interest. Acta Bot. Croat. 75, 226-235. DOI:
10.1515/botcro-2016-0021

Turkington, R., Franko, G.D., 1980. The biology of canadian weeds. 41. Lotus corniculatus L.
Can. J. Plant Sci. 60, 965-979.

Van Bruggen, A.H.C., He, M.M., Shin, K., Mai, V., Jeong, K.C., Finckh, M.R., Morris, J.G.
Jr, 2018. Environmental and health effects of the herbicide glyphosate. Sci. Total Environ.

616-617, 255-268. https://doi.org/10.1016/].scitotenv.2017.10.309.

Virto, L., Imaz, M.J., Fernandez-Ugalde, O., Gartzia-Bengoetxea, N., Enrique, A., Bescansa,
P., 2015. Soil Degradation and Soil Quality in Western Europe: Current Situation and Future
Perspectives. Sustainability 7, 313-365 doi:10.3390/su7010313

Vivancos, P.D., Driscoll, S.P., Bulman, C.A., Ying, L., Emami, K., Treumann, A., Mauve, C.,
Noctor, G., Foyer, C.H., 2011. Perturbations of amino acid metabolism associated with
glyphosate-dependent inhibition of shikimic acid metabolism affect cellular redox
homeostasis and alter the abundance of proteins involved in photosynthesis and

photorespiration. Plant Physiol. 157, 256-268. https://doi.org/10.1104/pp.111.181024.

Vryzas, Z., Papadopoulou-Mourkidou, E., 2002. Determination of triazine and
chloroacetanilide herbicides in soils by microwave-assisted extraction (MAE) coupled to gas
chromatographic analysis with either GC-NPD or GC-MS. J. Agric. Food Chem. 50, 5026-
5033.

Werbrouck, S.P.O., Debergh, P.C., 1996. Imidazole fungicides and paclobutrazol enhance
cytokinin-induced adventitious shoot proliferation in Araceae. J. Plant Growth Regul. 15, 81-

85.

41



Werbrouck, S.P.O., Debergh, P.C., 2004. Brassinosteroid biosynthesis inhibition as a side
effect of the commonly used imidazole fungicide imazalil. Acta Hortic. 636, 205-210.
https://doi.org/10.17660/ActaHortic.2004.636.25

Wilson, C., Tisdell, C., 2001.Why farmers continue to use pesticides despite environmental,
health and sustainability costs. Ecol Econom 39, 449-462.

Yamamuro, M., Komuro, T., Kamiya, H., Kato, T., Hasegawa, H., Kameda, Y., 2019.
Neonicotinoids disrupt aquatic food webs and decrease fishery yields. Science 366, 620-623.
Zubrod, J.P., Bundschuh, M., Arts, G., Briihl, C.A., Imfeld, G., Knébel, A., Payraudeau, S.,
Rasmussen, J.J., Rohr, J., Scharmiiller, A., Smalling, K., Stehle, S., Schulz, R., Schifer, R.B.,

2019. Fungicides: an overlooked pesticide class? Env. Sci. Technol. 53, 3347-3365.

42



Legends of Figures

Figure 1. Study area and lay-out of the field/VFS/riparian environment continuum. The
location (48° 36' N, 1° 32" W, Pleine-Fougeres, Ille-et-Vilaine, Brittany, France) of the Zone
Atelier Armorique Long-Term Ecological Research (LTER) network (red star) is positioned
on the maps of Brittany and Europe. For each of the five VFSs under study, proximal, central
and distal sub-strips relatively to the adjacent cultivated field were respectively identified as
A, B and C. In each VFS, sampling of soils and vegetation surveys were carried out along five
perpendicular transects with sampling points in the adjacent field and the three sub-strips (red,
black, blue, green, purple spots), thus leading to 5 sampling or observation points per sub-
strip (A1, A2, A3, A4, A5/ B1, B2, B3, B4, B5/ C1, C2, C3, C4, C5). The five perpendicular
transects were parallel to each other and at 20 m from each other.

Figure 2. Residual levels of pesticides in the soils of VFSs and of their adjacent fields. A set
of 12 pesticides (diflufenican, dimethenamid-P, S-metolachlor, acetochlor, pendimethalin,
prochloraz, thiamethoxam, flufenacet, cypermethrin, epoxiconazole, metconazole,
prothioconazole) that were among the 28 pesticides nominally applied to the fields adjacent to
the different VFSs under study (Table 1) was analysed by GC-MS in soils sampled in June
2012. Six pesticides (prochloraz, epoxiconazole, diflufenican, thiamethoxam, S-metolachlor,
acetochlor) were detected and quantified in the VFSs under study (VFS-91, VFS-113, VFS-
114) and their adjacent fields. Statistical significance of differences (P < 0.05) is shown by
asterisks or lower-case letters near the bars.

Figure 3. Correspondence factor analysis of plant-species-specific surface cover according to
VES and according to VES sub-strip. Identification of plant species and quantification of
plant-species-specific, additional spontaneous vegetation and bare ground percentages were
carried out in June 2012. Plant species from the initial sowing are described by their generic

name. Additional plant species that were found in the VESs are described as other species.
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FCA was carried out on the correlation matrix of plant species covers that were determined in
the various VFSs and sub-strips (Fig. 1). The most informative two-dimensional
representation (dimension 1, dimension 2) of the data is shown, with the two factorial axes
accounting for 21.8% and 19.5% of the total inertia of the data analysed (inset). (A)
Distribution of plant species, (B) Correlated distribution of the VESs under study (VFS-91,
VFS-109, VFS-112, VFES-113, VES-114) relatively to plant species covers, (C) Correlated
distribution of the sub-strips (Fig. 1) relatively to plant species covers. Colors highlight the
different VFSs (B) or the different sub-strips (C). Individual determinations and their distance
to the position of the weighted average are shown as dots and solid lines of the same color as
their respective VES (B) or sub-strip (C).

Figure 4. Relationship between RV coefficients of co-inertia analysis and residual soil levels
of total pesticides in the VFSs. Co-inertia analysis was carried out on the correlations between
residual soil levels of individual pesticides in sub-strip A (Fig. 2) and plant-species-specific,
additional spontaneous vegetation, and bare ground surface cover percentages in the VFS (Fig.
3). The resulting RV coefficients were plotted against the sum of residual pesticide levels
measured in sub-strip A of VFS-91, VFS-113 and VFS-114 (Fig. 2).

Figure 5. Co-inertia analysis between plant-species-specific surface covers and residual soil
levels of individual pesticides in VFS-91. The co-inertia analysis that was carried out on the
correlations between residual soil levels of individual pesticides (Fig. 2) and plant-species-
specific, additional spontaneous vegetation, and bare ground surface covers (Fig. 3) in the
VESs, gave a significant RV coefficient only in the case of VFS-91 (Fig. 4). The correlation
of distribution between residual pesticides and plant-species-specific surface covers was
therefore further analysed in the 5 transects of the different sub-strips of VFS-91 (Fig. 1).
Plant species under study are described by their generic name. (A) Distribution of the

sampling points in sub-strip A and sub-strip C of VFS-91 [A1-AS5, circled in blue: sampling
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points for the 5 transects of sub-strip A (Fig. 1); C1-C5, circled in green: samplings points for
the 5 transects of sub-strip C (Fig. 1)], (B) Position of the parameters of plant-species-specific
covers in VFS-91, (C) Position of residual pesticide parameters in VFS-91. Arrows (A)
represent co-inertia axes of the relationship between plant cover patterns (base of the arrow)
and residual pesticide levels (arrowhead). The two lower panels are the projection of plant

surface cover (B) and pesticide (C) characteristics onto the co-inertia plane.
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Table 1. Amounts of pesticide active ingredient applications (g/ha) in adjacent fields of the VFSs over the 2010-2012 period. Data of pesticide commercial product

applications were obtained from the farmers in charge of the different fields, and the levels of active ingredient applications were derived from commercially-

available characteristics of the products. Data for the year 2010 consisted in the nature of applied active ingredients with no information on the amounts involved.

Pesticide treatments were carried out between February and May. F: fungicide; H: herbicide; I: insecticide; NA: amount of application not available; SC: unknown

amount of seed-coating-associated pesticide.

Year 2010 Year 2011 Year 2012
VES VES VES VFS VES VES VEFS VES VFS VES VES VEFS VES VFS VES
91 109 112 113 114 91 109 112 113 114 91 109 112 113 114
Dicamba (H) NA 480 480 150
Diflufenican (H) 178 178
Dimethenamid-P (H) NA NA 318.8
S-metolachlor (H) NA 1000 1200
Acetochlor (H) 1101 367
Fluroxypyr (H) 20
Pendimethalin (H) NA 800 375 400
Bromoxynil (H) NA NA NA 135 127.4 1274 405 60 337.5 337.5
Ioxynil (H) 704 70.4
Prochloraz (F) 315 315 315
Thiamethoxam (I) SC SC SC SC
Glyphosate (H) 12.3
Cypermethrin (I) 80
Trifloxystrobin (F) 350 350 350
Nicosulfuron (H) NA NA NA NA 12 28 10 12 12 12
Prosulfuron (H) NA 7.5 7.5 3 7.5
Iodosulfuron-methyl Na+ (H) 4.5
Mesosulfuron-methyl Na+ (H) 4.5
Tribenuron-methyl (H) 3.6
Metsulfuron-methyl (H) 3.6
Epoxiconazole (F) 33.3 333 333
Metconazole (F) 72 72 72
Prothioconazole (F) 175 175 175



Florasulam (H)
Sulcotrione (H)
Mesotrione (H)
Isoproturon (H)
Flufenacet (H)

Total pesticides

NA NA NA
NA NA

NA NA NA NA NA
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Table 2. Annual dynamics of pesticide detection in VFS-114 and its adjacent field. A set of
22 pesticides (fungicides, herbicides, insecticides) was analysed by LC-MS/MS (Rovaltain
Research Company, Alixan, France) in soil samples from the field and sub-strip A of VFS-
114. Quantifications were carried out on determinations from 3 transect samples taken at
random from the 5 transect samples (Fig. 1). F: fungicide; H: herbicide; I: insecticide; X:

detected; ND: not detected

Pesticide Field Detection Detection Detection
application  in field soil in VFS soil  in VFS soil
February June 2011 June 2011 October 2011

-May 2011
Bromoxynil (H) Yes ND ND ND
Ioxynil (H) Yes ND ND ND
Metconazole (F) Yes X ND ND
Diflufenican (H) Yes X X X
Epoxiconazole (F) Yes X X X
Isoproturon (H) Yes X X X
Prochloraz (F) Yes X X X
Prothioconazole (F) Yes X X X
Acetochlor (H) No ND ND ND
Cypermethrin (I) No ND ND ND
Dicamba (H) No ND ND ND
Flufenacet (H) No ND ND ND
Fluroxypyr (H) No ND ND ND
Dimethenamid-P (H) No X X X
Pendimethalin (H) No X X X
S-metolachlor (H) No X X X
Thiamethoxam (I) No X X X
Imidacloprid (I) No X X X
Alachlor (H) No X X X
Boscalid (I) No X X X
Bromuconazole (F) No X X X
Cadusafos (I) No X X X
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Table 3. Expected environmental concentrations of pesticide applications in adjacent fields of
VFSs. The set of 12 pesticides analysed in Fig. 2 was taken into account. Expected
environmental concentrations resulting from the most recent application (indicated in brackets)
prior to pesticide quantification in soils in 2012 (Figure 2) were calculated as previously
described (Peterson et al., 1994) on the basis of active ingredient applications (Table 1) and of
a 30-cm depth of potentially affected soil. These estimations in ug per L fresh soil were
converted into pug per kg dry soil estimations by division with a bulk density of 1.4 kg.L-1 and
an 80% dry soil content [soil moisture: 20% (w/w)]. Pesticide applications were carried out
between February and May in 2010, 2011 or 2012 (indicated in brackets). Pesticides that were
actually detected and quantified in field and VES soils (Figure 2) are underlined and in upper
case. 0: no recorded application in 2010, 2011 and 2012; NA: amount of application not

available; SC: unknown amount of seed-coating-associated pesticide.

Expected environmental concentration (ug per kg dry soil)

Pesticide VFS-91 VES-113 VFES-114
adjacent field adjacent field adjacent field
PROCHLORAZ 93.75 (2011) 93.75 (2011) 93.75 (2011)
EPOXICONAZOLE 9.91 (2011) 9.91 (2011) 9.91 (2011)
DIFLUFENICAN O 52.95 (2011) 52.95 (2011)
THIAMETHOXAM 0 SC (2012) SC (2012)
Dimethenamid NA (2010) 0 0
Pendimethalin NA (2010) 0 0
Flufenacet 0 0 0
Cypermethrin 0 0 0
Metconazole 21.42 (2011) 21.42 (2011) 21.42 (2011)

Prothioconazole 52.05 (2011) 52.05 (2011) 52.05 (2011)
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Table 4. Sustainability of plant species establishment in VFSs. Initial sowing of plant species in experimental VFESs was carried out in 2010. Identification of
plants was carried out in the five different VESs (VFS-91, VFS-109, VFS-112, VES-113, VFES-114) in June 2011, October 2011, March 2012 and June 2012.
The frequency of identification corresponds to the ratio of identifications over the 20 botanical surveys that were carried out. Cross-pollutant (pesticides,
polycyclic aromatic hydrocarbons, heavy metals) tolerance is as described in Serra et al. (2019). Competitive ability is given as a tentative level (high, medium

or low) derived from the literature (Boutin et al., 2019; Cullen, 1964; Falquet et al., 2015; Silvertown et al., 1994; Troiani et al., 2016; Turkington and Franko,

1980).
Plant species Frequency Family Pollutant Competitive Life

of identification tolerance ability cycle

in VESs at root level
Festuca rubra 1 Poaceae 8/8 Medium-High Perennial
Lolium perenne 1 Poaceae 8/8 High Perennial
Agrostis stolonifera 1 Poaceae 6/8 High Perennial
Phleum pratense 1 Poaceae 5/8 Low Perennial
Trifolium pratense 0.9 Fabaceae 5/8 Medium Annual
Lotus corniculatus 0.7 Fabaceae 5/8 Medium Perennial
Anthemis tinctoria 0.45 Asteraceae 0/8 Low Perennial
Centaurea cyanus 0.3 Asteraceae 2/8 Medium Annual

Fagopyrum esculentum 0.1 Polygonaceae 5/8 High Annual
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