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Abstract: Pre-emergent herbicides are applied directly in the soil or over the straw in no-till systems
and can be retained, reducing the product’s availability. The current study characterizes the reten-
tion of diclosulam and diuron in forage turnip (FT), buckwheat (BW), and black oat (BO) straws.
Radiometric techniques evaluated the sorption—-desorption and leaching processes. Spectroscopic
and microscopic methods characterized chemical and morphological alterations in the straw. Sorp-
tion rates (Kf) of diclosulam and diuron followed the order BO > BW > FT. Irreversible sorption
(hysteresis < 0.7) occurs to diclosulam applied to BO straw. The BO straw showed porous structures,
indicating physical entrapment of the herbicides. Straw fragments (<1 mm) increased the sorption
of herbicides. The increase in straw amount (2.5 to 5 t ha—1) reduced herbicide leaching to 18.8%.
Interactions between chemical groups (C-Cl, C-F, and C-N) from herbicides with straw characterize a
chemical barrier. The present research suggests that entrapment and chemical interaction are involved

in the sorption—desorption process of herbicides, such as diclosulam and diuron, in the straw matrix,

check for

updates directly interfering with their availability in the environment. This process can reduce the herbicide

environmental risk but can decrease weed control efficiency.
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Herbicides are essential for the maintenance of agroecosystem productivity because
weeds can cause losses of between 30-94% if not controlled [1-4]. No-tillage systems
(NTS) allow the application of integrated control methods, such as crop rotation, and

the use of cover crops along with herbicide application, increasing efficiency in weed
control [5,6]. The countries with the largest area cultivated in NTS are the USA and Brazil,
with approximately 42 and 33 million hectares (ha), respectively, followed by Canada, with
19 million, and Australia, with 14 million ha [7]. In this system, the straw is maintained on
the soil surface, which contributes to the control of the seed bank, but does not completely
dispense with the use of herbicides [8,9]. Pre-emergent herbicides, such as diclosulam and
diuron, are applied to the soil and have been used in weed management in crops, such as
soybean, cotton, and sugarcane grown in NTS.

Diclosulam is a weak acid herbicide (pKa = 4.0 at 25 °C) that acts in the inhibition of the
acetolactate synthase enzyme (ALS), belonging to the chemical group of triazolopyrimidine
sulfonanilides, recorded for soybean and sugarcane crops [10]. It has low water solubility
(Sw = 6.32 mg L1 at 20 °C) and low affinity for lipophilic compounds (log Kow = 0.85 at
pH 7) [11,12]. Diuron is a non-ionic herbicide and an inhibitor of photosystem II, of the
Attribution (CC BY) license (https:// ~ chemical group of urea, registered for crops, such as sugarcane, cotton, and coffee [10].
creativecommons.org/licenses /by / It has low water solubility (Sw 35.6 mg L™! at 25 °C) and a higher affinity for lipophilic
40/). compounds (log Kow 2.87) [11,12].
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After application, herbicides, such as diclosulam and diuron, are subject to degra-
dation, transport, and retention processes [13]. Sorption—-desorption and leaching are
processes that regulate the concentration of herbicides in the soil solution. Organic ma-
terials, such as straw and crop remains, present in NTS can act as a barrier between the
herbicide and soil [14], reducing the amount of herbicide available for plant absorption,
degradation, and leaching through the soil profile. From the agronomic point of view,
when intercepted by different types and amounts of straw, lower herbicide concentrations
are available in the soil solution, impairing weed control [15-17]. On the other hand, the
reduction in the concentration of the active ingredient (a.i.) in the soil profile reduces the
potential for environmental contamination [18,19].

Sorption—-desorption and leaching processes are influenced by physical and chemical
factors involved in the interaction between pesticides and organic materials [20-22]. Plants,
such as forage turnip, buckwheat, and black oat, are used as cover crops in tropical systems,
producing a straw layer on to soil, which can retain pre-emergent herbicides. At the first
contact, straw acts as a physical barrier, and rainwater or irrigation is required to carry the
herbicide into the soil [23]. Factors, such as the physical-chemical characteristics of the
herbicide, herbicide-straw contact time, amount of rain, type and amount of straw, degree
of decomposition of organic matter, and composition, hydrophobicity, and aromaticity of
the material are also involved in the mechanisms of retention of herbicides and pollutants
in organic materials [16,21,22,24-30]. As herbicide retention in organic materials occurs
through complex mechanisms [31] and the retention in straw is still undefined, it is neces-
sary to characterize them to elucidate the availability of these products in the environment
after application [32].

The aim of this research was to investigate the retention mechanisms of pre-emergent
herbicides in different types of straw under controlled conditions. In addition, the chemical
interactions of the herbicides with the straw were studied, as well as the effect of this
material as a physical barrier. Our hypotheses are based on differences in herbicide
sorption—desorption as a function of the type of straw, and that there is an effect of the type
and amount of straw on the leaching process. These hypotheses were tested by sorption—
desorption and leaching studies of diclosulam and diuron in forage turnip (Raphanus
sativus—FT), buckwheat (Fagopyrum esculentum—BW), and black oat (Avena strigosa—BO)
straw, using radiometric, microscopic, and spectroscopic techniques.

2. Materials and Methods
2.1. Cultivation of Cover Crops and Straw Preparation

The cover crops (FT, BW, and BO) were grown in pots in a plant growing chamber until
they reached flowering (Figure S1). The soil used was classified as Ultisoil (PVAd—Argissolo
Vermelho-Amarelo Distréfico) and the results of the chemical and physical analyses are shown
in Table S1 (Supplementary Materials). The plants were cut close to the soil, harvested, dried
in an air circulation greenhouse for 72 h to 45 + 2 °C, and stored in craft paper bags until
the herbicide and sorption-desorption tests were carried out. Straw composition analyses
were performed.

The straws were crushed and pressed in sieves with a mesh of 1 and 2 mm to homoge-
nize the material. The size of the straw fractions was between 1 and 2 mm [33-36].

2.2. Test Substances

The work solutions were composed of *C-diclosulam herbicides with the specific ac-
tivity of 2.55 MBq mg ! and *C-diuron with the specific activity of 5.74 x 10° MBq mg~!,
both with radiochemical purity above 95%, as recommended by [37] OECD (2000). Techni-
cal herbicides (diclosulam and diuron) were also used to adjust the dose to the equivalent
to the recommended field-level dose (purity > 95%). The radioactivity used in the sorption—
desorption experiments was about 0.83-1.6 kBq per experimental unit, while in the leaching
studies it was about 0.66-2.0 kBq per experimental unit.
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2.3. Sorption—Desorption Studies

The study was adapted from the guidelines established for soil sorption—-desorption
studies by OECD 106, “Adsorption and desorption using the batch equilibrium” [37]. In
the current study, the adsorbent/solution ratio used was 1:50 (11/v), determined according
to the OECD guidelines [37]. The equilibrium time was also determined in preliminary
tests, and both herbicides reached equilibrium in 24 h (Table S2).

For the determination of sorption—desorption isotherms, the experimental design was
entirely randomized, with two replications for each treatment, in a 3 x 5 factorial scheme,
containing 3 types of straw (FT, BW, and BO) in the amount equivalent to 2.5 t ha~!, and
5 doses of herbicides (D, 1/4 D, 1/2 D, 2D, 4D). Independent experiments were carried out for
each herbicide (diclosulam and diuron). The doses used for diclosulam (35 g a.i. ha~!) and
diuron (2250 g a.i. ha~!) were equivalent to those recommended at field level for crops, such
as soybean and sugarcane, calculated based on the straw mass used. Each experimental unit
consisted of a Teflon tube (50 mL) plus 0.19 g of straw (equivalent to 2.5 t ha~1). The tubes
were weighed, and then, in sequence, 10 mL of CaCl, solution (0.01 mol L~!) were added
in the proportion 1:50 (straw /solution, m/v). The study also included control treatments
without the addition of straw, only with 14C_herbicide and CaCl, solution, to determine
the stability of the active ingredient during the experiment. The tubes were shaken for
24 h using a horizontal shaker (TE 140, Technal, Piracicaba, SP, Brazil) at 180 rpm under
controlled environmental conditions (25 £ 2 °C). Subsequently, the tubes were centrifuged
(Hitachi CF16RXII, Hitachi Koki Co., Ltd., Indaiatuba, SP, Brazil) at 4500 rpm for 15 min at
10 °C. Two aliquots of 500 pL of the supernatant (of each experimental unit) were added
in vials with scintillator solution (Insta-gel Plus PerkinElmer, Waltham, MA, USA) for
quantification of radioactivity in a liquid scintillation spectrometer (LSS) (Tri-Carb 2910 TR
LSA counter, PerkinElmer) for 5 min. The pH of the solution was measured after the
sorption process and was close to 6.5 for all treatments. The percentage of *C-herbicide
sorbed was calculated by the difference between the amount of initial product and the
quantity of the product present in the supernatant.

The desorption study was carried out after the sorption study, under the same con-
ditions, using the same experimental unit. After the collection of sorption aliquots, the
supernatant was discarded, and the tubes were weighed again. A new solution of CaCl,
0.01 mol L~! was added to the vials. The procedure occurred in the same way as in sorption.
The percentage of the desorbed product was calculated considering the amount of product
sorbed in the straw and the quantity of the product present in the supernatant.

Another sorption assay was carried out to evaluate the influence of the size of the straw
fragment on the process of diclosulam and diuron sorption. A completely randomized
design was used, in a 3 x 3 factorial scheme with two replications, for each herbicide sepa-
rately, at doses equivalent to those recommended at field level (diclosulam 35 g a.i. ha™!
and diuron 2250 g a.i. ha~?!). Three sizes of straw fragments (<1 mm, between 1 and 2 mm,
and >2 mm) separated by sieves, and three types of straw (FT, BW, and BO), were tested.
The experiments were conducted in the same way as in the study for the determination of
sorption isotherms.

For the calculation and expression of the results, the sorption and desorption mod-
els described below were used. The sorption distribution coefficient (Kd, mL g~!) was
calculated according to the following Equation (1) [38]:

Kd =Cs/Ce (1)

where Cs is the herbicide concentration (g g~ 1) sorbed in straw after equilibrium and Ce
is the herbicide concentration (ug mL~!) in the solution after equilibrium.

The sorption distribution coefficient normalized to organic carbon (Koc, mL g~!) was
calculated using the following Equation (2) [39]:

Koc = (Kd/OC) x 100 ()
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where Kd is the sorption distribution coefficient (mL g~!) and OC is the organic carbon
content in straw (%).

The sorption and desorption coefficients, Kf and 1/n, were calculated according to
Equation (3) using the Freundlich model [40], as follows:

Cs = Kf x Cel/m (3)

were Cs is the herbicide concentration (ug g~!) in straw after equilibrium, Kf is the Fre-
undlich equilibrium constant (ug!~1/™ mL!/" g1, which corresponds to mL g~!), Ce is
the herbicide concentration (ug mL~!) in solution after equilibrium, and 1/n is the degree
of linearity of the isotherm.

The hysteresis coefficient (H) for the desorption isotherms was calculated by consider-
ing the following Equation (4) [41,42]:

H =1/n desorption/1/n sorption 4)

2.4. Chemical and Structural Characterization of Straw

For characterization of the straw before and after sorption of the herbicides, sorption—
desorption studies were performed in the same way as described above; however, only
non-radiolabeled molecules were used. Characterization of the functional groups of the
straw was performed by Fourier transform infrared spectroscopy (FTIR) (Bruker, Vertex 70,
Billerica, MA, USA) using attenuated total reflectance (ATR), in 4 cm ™! of resolution, with
64 scans in the wavelength range 4000-400 cm 1.

The structural aspects of the straw were characterized by scanning electron microscopy
(SEM). The straw samples were mounted on aluminum plates on double-sided carbon
strips and coated with a gold layer (Balzers-SCD050, Wetzlar, Germany), before being
analyzed using a scanning electron microscope (Jeol JSM IT300-LV, Tokyo, Japan) operated
at 20 kV with printed scales.

2.5. Leaching Study

The study was inspired by the methodology proposed by OECD 312—*“Leaching in
Soil Columns” [43]. An entirely randomized design was used in a 3 x 2 factorial scheme
with two repetitions. Three types of straw (FI, BW, and BO) were used in two quanti-
ties (equivalent to 2.5 and 5.0 t ha~!) under six consecutive rainfall simulations of CaCl,
(0.01 mol L~!) solution equivalent to 10 mm were applied with manual spray-type applica-
tors. Independent experiments were conducted for each herbicide. The herbicides were
used at the recommended field doses (diclosulam 35 g a.i. ha~1; diuron 2250 g a.i. ha™1).

Each experimental unit consisted of a plastic sieve (5 cm diameter) used as a support for
the straw (Figure S2). The straws were contaminated with the working solution (technical
herbicide + *C-herbicide) 24 h before rainfall simulation. After contamination, the straws
were air-dried at room temperature. Five 0.1 g samples of each straw were weighed, burned
in a biological oxidizer (OX500, R.J. Harvey Instrument Corporation, Tappan, NY, USA)
and analyzed by LSS for 5 min to quantify the radioactivity applied in each treatment.

The straws were packed in the sieves in quantities equivalent to 2.5 and 5 t ha™!
calculated based on the sieve area (1.9 x 1073 m?). Six consecutive showers of CaCl,
(0.01 mol L~1) solution equivalent to 10 mm were applied with manual spray-type appli-
cators. The leached liquid was collected separately after each rainfall. For quantification
of leached herbicide, 3 aliquots of 5 mL of the leached solution were pipetted into vials
containing 10 mL of scintillator solution and analyzed by LSS for 5 min. After rainfall
application, the straws were air-dried (room temperature) for 72 h. Five 0.1 g samples
were weighed and burned in a biological oxidizer (OX500, R.J. Harvey Instrument Cor-
poration, Tappan, NY, USA), and were read by LSS for 5 min to quantify the remaining
radioactivity in the straw. The percentage of herbicide leached was calculated from the
initial radioactivity applied.
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For the calculation and expression of the herbicide leached in function of rainfall
amount, the Mitscherlich nonlinear regression model described in the following Equation (5)

was used [44]:
Y = A(1 — 10) ~<+b) @)

where Y is the amount of herbicide leached (%); A is the maximum asymptote of the
curve (0 < A < 100), corresponding to the maximum amount of herbicide leached (%);
b is the lateral displacement of the curve; c is the concavity of the curve; x is the rainfall
amount (mm).

The water holding capacity of the straw was measured by the difference between the
mass of CaCl, solution applied and the mass recovered in each repetition. The results
are expressed as the mean retention (mL g’l) as a function of the straw type and amount
(n = 4). The mass balance (Table S3) included the initially applied radioactivity, measured by
burning the samples before the experiment, the leached radioactivity, and the radioactivity
remaining in the straw.

2.6. Statistical Analysis

The percentage of sorption, desorption, and leaching data were submitted to analysis
of variance (ANOVA). When necessary, the data were transformed to meet the variance
analysis assumptions (normality and homoscedasticity). When significant, the means were
compared using Tukey’s test with Sidak adjustment (p < 0.05). The software Origin® 2020
(Version 9.7.0.185 to Windows, OriginLab Corporation, Northampton, MA, USA) was used
for data representation, construction of sorption—-desorption isotherms, and regression
analysis in the leaching models.

3. Results
3.1. Sorption Process of Herbicides in Straw

The sorption of diclosulam and diuron (Figure 1) was influenced by the type of
straw (p < 0.05). BW and BO straws showed the highest sorption of diclosulam herbicide
(27.61 + 0.73-27.86 + 0.42%), while FT sorbed only 22.41 + 1.69% of the herbicide. The
sorption of diuron in BO straw was 45.45 &+ 0.7%, in BW it was 39.36 & 1.36%, and in FT
it was 32.90 & 0.55%. The sorption coefficient normalized to organic carbon (OC) content
(Koc sorption) of diclosulam in FT straw was 37.83 4- 3.69 mL g !, increasing in BW and
BO straws to 46.16 & 0.23 mL g~ ! and 49.94 + 0.17 mL g, respectively (Table 1). For
diuron, Koc sorption was highest in BO straw (111.63 & 0.5 mL g~!), followed by BW
(90.48 +3.13 mL g~ ') and FT (81.63 4 1.64 mL g~ ') (Table 1).
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Figure 1. Percentage of sorption and desorption of diclosulam (a) and diuron (b) in different straw
types. The bars represent the standard error of the mean (1 = 2). Equal lowercase letters in sorption
and desorption processes do not differ between the straw type (on the same herbicide) by Tukey’s
test (p < 0.05). FT—forage turnip, BW—buckwheat, and BO—black oat.
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Table 1. Parameters of sorption—-desorption isotherms of *C-diclosulam and '*C-diuron based
on the Freundlich model. Data indicates parameter value + standard error of the mean (n = 2).
* Lowercase letters indicate differences between the straws within each herbicide, using Tukey’s test
(p < 0.05). Kd—sorption distribution coefficient. Koc—sorption distribution coefficient normalized to
organic carbon. Kf—Freundlich equilibrium constant. 1/n—degree of linearity of the isotherm. R?
adj—adjusted determination coefficient. H—hysteresis. FI—forage turnip, BW—buckwheat, and
BO—black oat.

14C-Diclosulam 14C-Diuron
Parameters
FT BW BO FT BW BO
Sorption (%) ? 2241 £1.69b* 27.61 +£0.73 a 2786 £ 042 a 3290 £ 0.55¢ 39.36 + 1.36 b 4545+ 0.70 a
K4 (mL g’l) ¢ 1524 +1.45 20.08 + 0.74 20.33 £ 0.43 25.81 + 0.64 3421+ 1.76 43.86 +£ 1.25
Sorption Koc (mL g’l) 37.83 + 3.69 46.16 £ 0.23 49.94 +0.17 81.63 + 1.64 90.48 £ 3.13 111.63 £+ 0.50
K¢ (mL gfl) 16.06 +1.23 21.79 +0.98 2244 +241 26.27 + 3.02 4420 +2.44 4427 + 347
1/n 1.047 +0.04 1.039 £+ 0.02 1.073 £ 0.06 0.98 + 0.04 0.93 + 0.02 0.97 + 0.04
R? (adj) 0.987 0.995 0.981 0.989 0.993 0.992
Desorption (%) b 4579 £8.69a* 27.05+1.08b 13.06 +=2.03 ¢ 50.56 + 3.09 a 41.75+1.26b 3416 £ 1.27 ¢
K4 (mL g’l) ¢ 54.75 + 14.41 93.76 + 5.94 262.41 + 15.39 379 + 3.86 48.5 + 1.39 76.4 £5.59
Koc (mL g’l) 135.87 + 43.09 215.54 + 6.82 654.59 + 37.83 94.24 + 11.65 111.57 £ 0.35 187.68 + 14.25
Desorption K¢ (mL g’l) 51.24 +11.92 93.55 + 16.17 63.57 + 19.78 43.3 + 5.68 53.2 +1.31 759 + 6.32
1/n 0.97 + 0.08 1.02 &+ 0.06 0.74 +0.10 0.98 £ 0.05 0.97 + 0.01 0.97 + 0.06
R? (adj) 0.929 0.968 0.855 0.982 0.998 0.968
H 0.926 0.982 0.689 0.986 1.04 0.999

2 Percentage in relation to the total applied. P Percentage in relation to the total sorbed in straw. © Field-
recommended dose.

The Kf sorption values obtained from the sorption isotherms indicate the strength
of herbicides” sorption on the straw (Table 1, Figure S3). The Kf sorption values for
diclosulam were higher for BW and BO (21.79 4- 0.98 and 22.44 4 2.4 mL g~ !, respectively)
than FT (16.06 = 1.23 mL g’l). For diuron, Kf values were 26.27 + 3.02, 44.20 + 2.44,
and 44.27 + 3.47 mL g’1 for FT, BW, and BO, respectively. The 1/n values were close to
1 (0.93-1.073) for both herbicides in straws, indicating curve type C [45] (Table 1).

3.2. Herbicide Desorption from Straw

The desorption process of diuron and diclosulam herbicides was influenced by the
type of straw (p < 0.05). Lower amounts of diclosulam returned to the solution when
they were sorbed into BO (13.06 & 2.03%) straw, followed by BW (27.5 £+ 1.08%) and
FT (45.8 + 8.69%) (Table 1). For diuron, black oat straw was also responsible for the
lowest desorption (34.16 + 1.27%), followed by buckwheat (41.75 £ 1.26%) and forage
turnip (50.56 £ 3.09%) (Table 1). The Kd desorption for both herbicides had the following
increasing order: BO > BW > FT (Table 1). For diclosulam, Kd desorption was 3.5-fold
higher in BO straw (262.41 mL g’l) compared to diuron (76.4 £ 5.59) (Table 1). The
highest Koc value for diclosulam was BO straw (654.59 + 37.83), followed by BW and FT
(215.54 + 6.82 and 135.87 4 43.09 mL g~ !, respectively). This same tendency was found in
Kd desorption for diuron (Table 1).

The Kf desorption value for diclosulam was higher for BW (93.55 + 16.17 mL g~ 1)
followed by BO and FT (63.57 & 19.78 and 51.24 + 11.92 mL g_l, respectively). On the
other hand, for diuron, the highest Kf value was BO (75.9 & 6.32 mL g~ 1), followed by BW
(53.2 £1.31 mL g’l) and FT (43.3 + 5.68 mL g’l). The behavior of diclosulam in BO straw
is represented by an L-type (1/n < 1) curve [45], whereas the desorption isotherms for
diclosulam in FT and BW straws as well as diuron in FT, BW, and BO straws are classified as
type C curves (1/n between 0.97 and 1.02, close to 1) (Table 1 and Figure S3). The calculation
of hysteresis (H) enables inferences about the reversibility of the sorption process. For
diclosulam in BO, FT, and BW straws, H values were 0.68, 0.92, and 0.98, respectively; for
diuron, H values ranged from 0.98 to 1.04 among the straws (Table 1).
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After sorption N

3.3. Characterization and Structural Changes of Straw in the Sorption Process

Scanning electron microscope images shows alterations in the structure of straw due to
the sorption (Figure 2). The structures of the FT and BW straws (Figure 2d,e) were degraded
by reduced or deformed roughness after the sorption process, compared to the structures
before sorption (Figure 2a,c). The roughness presented by BW was uncharacterized from
the sample that was not submitted to the sorption experiment (Figure 2e). No structural
differences were observed in the straws between the herbicides used. The structures of
the BO straw were not altered with the sorption process (Figure 2f). The BO straw can
be characterized as a structure that is rich in spaces available for water trapping through
the cracks and pores observed in this straw (Figure 3), enhancing herbicide sorption by
physical entrapment [46].

Forage turnip Buckwheat Black oat

Figure 2. Scanning electron microscopy of the straws before ((a)—forage turnip, (b)—buckwheat, and
(c)—black oat)) and after the sorption process ((d)—forage turnip, (e)—buckwheat and (f)—black oat)).

Figure 3. Porosity of the black oat straw by scanning electron microscopy. The arrows indicate the
porous structures in the straw that can act on herbicide retention.
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3.4. Chemical Interactions between Straw and Herbicide

Chemical interactions of diclosulam with straw were observed in the BW spectra by
the appearance of a region with lower transmittance around 1564 to 1515 cm~! and the
increase in the peak around 1320 cm~! (Figure 4), resulting from the binding between
hydrocarbons and aromatic amines of diclosulam with the straw surface [47]. In BO, the
appearance of new absorption bands (1159 cm~! and 800 cm~1!) concerning the binding of
aliphatic amines (C-N stretching) and haloalkane bonds, such as C-Cl or C-F, respectively,
occurred [48]. After sorption with diuron, the spectrum of FT straw pointed only to
structural changes by alkene bending (peak at 962 cm 1) and surface changes by the shift in
the peak around 1629 to 1608 cm~!. The BW spectrum after sorption with diuron showed
the appearance of a peak around 719 cm ™!, resulting from the stretching of C bonds of the
straw with the ClI present in the herbicide [48]. In BO straw, the low-intensity band around
1053 cm ! indicated the characteristic stretching of C-N groups of diuron with the straw.
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Figure 4. FTIR spectra of forage turnip (a), buckwheat (b), and black oat (c) straws before and after

sorption with diuron and diclosulam. The graph in (d) represents the FTIR spectra of the technical
products of diclosulam and diuron. The numbers represent the wavelength, and the arrows indicate

the peak transmittance.
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3.5. Straw Composition and Effect of Fragment Size on Diuron and Diclosulam Retention

The BW and BO straws have ethereal extract contents 1.3- and 2.3-fold higher than FT,
respectively (Table S4). This fact points to an increasing relationship between the sorption of
the herbicides studied with the ether extract of the straws (Table S4). In desorption, an opposite
response was observed, where increasing straw ether extract (23.3-53.1 g kg~! dry matter)
reduced the desorption of diuron (50.56-34.16%) and diclosulam (45.8-16.06%) (Table S4).

Straw fragments smaller than 1 mm were responsible for the sorption of higher
amounts of the herbicides (p < 0.05) (Table 2). For diclosulam, there was a trend of reduced
sorption (38.82-21.28%) with increasing fragment size from <1 mm to >2 mm. This trend
was not observed for diuron (Table 2).

Table 2. Sorption of diclosulam and diuron on FI, BW, and BO straws fragmented into
portions < 1 mm, between 1 and 2 mm, and <2 mm. Data represent the mean + standard error
(n = 2). Different lowercase letters between columns represent a significant difference between
fragment sizes within the same straw by Tukey’s test (p < 0.05). FT-forage turnip, BW—buckwheat,
and BO—black oat.

Sorption (%) 2

Herbicide Straw
<1 mm Between 1 and 2 mm >2 mm

FT 2739 +135a 2241 +1.69b 22.00+0.19b
14C_diclosulam BW 38.82 4+ 0.79 a 2760 = 0.73b 21.28 +2.47 ¢
BO 3499 +0.59 a 2786 +042b 2212 +£0.05¢
FT 40.81 £ 0.11a 32.89 = 0.78b 40.31 £ 0.63 a
14C_diuron BW 47.65 + 157 a 39.36 =1.75b 42.09 +£1.03b
BO 50.13 +1.04 a 4544 +098Db 4733 £ 0.75 ab

2 Percentage in relation to the total applied.

3.6. Leaching of Diclosulam and Diuron in Different Straws

The nonlinear regression parameters (Mitscherlich model) that demonstrate the trend
of herbicide leaching as a function of simulated rainfall [44] are presented in the
Supplementary Materials (Table S5, Figure S4). The Mitscherlich model showed a sig-
nificant (p < 0.05) fit to the data with adjusted R? in the range 0.92-0.99. Diclosulam applied
on 2.5 tha~! of FT and BW straw tended to be 100% leached (Table S5). When applied on
BO straw, only 81.10% of the herbicide was able to transpose the straw (Table S5). Diuron
showed the greatest tendency to be leached in BO straw (93.09%), followed by FT (91.76%)
and BW (76.89%) (Table S5). The interception of herbicide by the straw increased from
around 8.7 to 23.5% with increasing amounts of straw from 2.5 t ha=!to5tha! (Table S5).
These results are similar to those found by Clark et al. [16], who reported a 14% increase
in the interception of the herbicides imazapic, indaziflam, and rimsulfuron (69.9 to 79.6%)
with increasing amounts of Bromus tectorum straw (1.3 tha=! to 2.6 tha™?).

The leaching trend calculated by the Mitscherlich model allows for inferences about
the leaching of the product as a function of the simulated rainfall but does not calculate
the actual amount of product leached in each treatment after a given volume of rainfall.
To circumvent this gap, in the current work we also analyzed the total amount of each
herbicide leached after 60 mm of rainfall. The leaching of both herbicides was significantly
influenced, without interaction between the factors straw type and amount (p > 0.05)
(Figure 5). Approximately 69% of the herbicides diuron and diclosulam were leached
when applied over 2.5 t ha~! of straw and only 56% were transported from the 5 t ha~!
straw layer, a reduction of 18.8% in the amount of product that can be leached into the soil
(Figure 5). Diclosulam leached less from the BW straw (59.52 + 4.63%) while diuron was
leached to a lesser extent when applied to the BO straw (55.46 £ 3.19%) (Figure 5).
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Figure 5. Amount of diclosulam (a) and diuron (b) leached as a function of straw types and amount

after 60 mm rainfall. Bars represent the standard error of the mean (n = 4). Since the interaction
between straw type and amount is not significant, lowercase letters differ between straws (regardless
of amount) and asterisks (*) indicate differences between amounts (regardless of type) by Tukey’s test
(p < 0.05). FT—forage turnip, BW—buckwheat, and BO—black oat.

4. Discussion

Weak acidic herbicides, such as diclosulam (pKa 4.0), are molecules that are dissociated
(pH soil > pKa herbicide) in agricultural soils (pH 6.0-7.0); thus, their retention capacity
in soil colloids is low [49]. In our study, the pH of the solutions was close to 6.5, so this
factor may have contributed to lower retention of the herbicide. Although diclosulam
has a low affinity for organic matter (log Kow 0.85), the Kd sorption values obtained in
this study (15.24 + 1.45-20.33 4 0.43 mL g~ !, Table 1) are higher than those reported by
Yoder et al. [50] in different soil types (0.04-9.75 mL g‘l). In biochar-enriched soils, the
Koc sorption values of diclosulam ranged from 37.93 to 86.20 mL g~ for soils with 0%
and 1% biochar, respectively, according to the organic matter increment in the system [51].
The explanation to elucidate the affinity of diclosulam for straw (even with low log Kow
0.89) is based on the theories presented by Smernik and Kookana [52] and Li et al. [29].
Li et al. [29] proposes that in materials with low mineral content, the sorption capacity
of ionic compounds (such as diclosulam) is reduced because the sorption sites are more
reactive with hydrophobic compounds. It should be noted that in our study the system
adopted for the sorption—desorption experiments relies on the straw without the presence
of the soil and its mineral fraction, assuming that diclosulam is more sorbed in materials
with a greater affinity for mineral compounds.

Diuron is a non-ionic herbicide that shows high retention in soil and high affinity for
organic matter via hydrophobic interactions [53], justifying the higher affinity for straw
compared to diclosulam (Figure 1). In general, the sorption of diuron is greater in soils
with higher organic matter content [54]. The partitioning of diuron at the soil/solution
interface (Kd sorption) varies depending on the soil types in which the diuron is applied.
In studies with 43 soil types, Liyanage et al. [55] observed an increase in Kd sorption
(0.5-75.0 mL g~ 1) as a function of increasing OC (0.2-8.3%). Almeida et al. [56] also found
an increase in Kd sorption from 0.5 to 28.34 mL g~ ! in soils with 0.33 and 4.71% OC,
respectively. The Koc sorption values (Table 1) of diuron in the FT (81.63 &+ 1.64 mL g’l),
BW (904 + 3.13 mL g_l), and BO (111.63 0.50 mL g‘l) straws indicate the retention of
diuron in organic matter. This retention may be associated with the nature of the OM in the
system and not just the quantity [22,57].

In general, for both diclosulam and diuron, the Kf sorption values increased with
increasing sorption percentage and Koc sorption. The Kf sorption values obtained in
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this research (Table 1) are not considered as the maximum capacity of the sorption of
the herbicide in the straw, but as the sorption strength existing in the straw—herbicide
interaction due to the principles adopted in the Freundlich equation for heterogeneous
systems, which do not consider the saturation of the adsorbent material [58]. The values of
1/n indicate the linearity of the curve and explain the sorption behavior of the herbicide on
the straw [45]. Values of 1/n close to 1.0 represent type C curves, such as those obtained
in the sorption of diclosulam and diuron in all the straws (0.93-1.073) (Table 1). These
values represent a linear behavior and indicate that as the concentration of the herbicide
increases, sorption also increases; that is, there are constantly available sorption sites until
their saturation is reached [45]. In the same way, the desorption isotherms of diuron in FT,
BW, and BO straws (1/n between 0.97 and 0.98) are classified as type C curves, as well as for
diclosulam in FT and BW straws (1/n between 0.97 and 1.02) (Table 1 and Figure S3). C-type
curves represent the increase in desorption as a function of the increasing concentration of
sorbed herbicide and linear behavior [45,51].

Sorption kinetics and hysteresis are factors that influence the return of the herbi-
cide into solution. A fast interaction of the herbicides with the straw was observed,
where approximately 30-50% of the herbicides were sorbed within the first 4 h (Figure S5,
Table S2). After 4 h of straw /herbicide contact, small variations in sorption occurred until
the herbicides reached equilibrium, in this case in 24 h (Figure S5). With this rapid adsor-
bent/adsorbate interaction, the specific sites with high binding energy are filled quickly in
the sorption process, resulting in herbicide fractions that are not desorbed [59]. Physical
trapping of the herbicide in porous structures (such as BO straw) is also a factor that can
reduce desorption; however, it is difficult to measure the isolated contribution of each factor
to herbicide desorption [60-62]. In our research, the desorption kinetics were not measured,
as desorption was evaluated after 24 h.

Hysteresis indices (H) close to 1 indicate that the sorption process is reversible and that
desorption occurs in degrees very close to those of sorption [63] (Liu et al., 2010), whereas
values less than 1 indicate an irreversible sorption process because desorption occurs with
greater difficulty in releasing the sorbed herbicide [41,63]. Thus, the sorption process of
diclosulam in BO straw has a higher degree of irreversibility, while the sorption of both
herbicides is reversible in the other straws (Table 1, Figure S3). Hysteresis (H = 0.22-0.62)
was found for herbicides, such as azimsulfuron, in soils with added biochar [21]. Irre-
versible sorption processes with H < 0.7 [41] imply reduced availability of the product in
the environment through binding of the herbicide at sites with high affinity, and physical
trapping of the molecule in sorbate structures [59].

The differences observed between the spectra before and after the sorption process
indicated that the herbicide retention process in the straw relies on a chemical interaction
between the straw components and the chemical groups present in the herbicide molecule.
This interaction was more pronounced in BO straw and can be justified by the higher
sorption and lower desorption of both herbicides in this straw. These interactions are
evident in the results of the FTIR analyses, and the structural aspects of the herbicide
retention are evidenced by SEM. The binding of diclosulam and diuron to the straw can
occur through hydrogen bonds in the side chains of cellulose that constitute a hydrophilic
portion of the material [64]. Other straw components, such as lignin, also have the potential
for forming these bonds [12]. Overall, it can be pointed out that the behavior of herbicides
in the black oat straw (characterized by high sorption and low desorption) is the result of
the action of the interaction of more than one sorption mechanism, such as the presence
of sites with high binding energy leading to chemical binding, the physical trapping of
the herbicide in pores, and the partitioning of the herbicide into aromatic structures in the
straw [65].

The results of this research showed that the straw and herbicide interaction is not
determined only by its affinity for organic matter (log Kow). The ethereal extract content
of the straw (Table S4), cellulose, hemicellulose, and lignin contents can increase the
sorption of herbicides [24,28,29]. However, no relationship was observed between herbicide



Agronomy 2023,13, 1725

12 of 16

retention with the cellulose, hemicellulose, and lignin contents of the straw (Table S4). The
specific surface area (SSA) of organic materials can also influence herbicide sorption [65].
Increased sorption as a function of SSA is observed for herbicides, such as atrazine, cyalofop,
isoproturon, and volatile organic compounds in biochar [65-69]. Based on the results of
this study, the sorption sites of diclosulam may be shallow and influenced by the specific
surface area of the straw.

Herbicide leaching to soil is reduced in the presence of straw. Low amounts of straw
(0.5-5.7 t ha™!) are sufficient to intercept the herbicide applied on the soil, as they form a
physical barrier where amounts close to 3 t ha~! cover 90% of the soil surface [16,70-73].
As the amount of straw increases, an increase in the physical barrier occurs, making it
more difficult for the herbicide to reach the soil seed bank (Macedo et al., 2020) [74]. Water
solubility (Sw) and affinity for organic matter (log Kow) are the two main physicochemical
properties of herbicides involved in the process of straw transposition. Herbicides, such as
diuron (Sw = 35.6 mg L~! and log Kow 2.87 [11]), have greater difficulty in transposing
straw and require larger rainfall volumes for transposition to occur, compared to other
herbicides, such as metribuzin (Sw = 10,700 mg L-!and log Kow 1.75) [11,27].

Factors, such as the interval between application and the occurrence of the first rainfall,
also influence the transposition process. As the contact time of the herbicide with the
straw increases, a reduction in transposition occurs [16,23]. The water holding capacity of
the straw can also influence the retention of the herbicide, which, through the capillarity
existing in the process of hydration of the pores with water and herbicide, causes the
physical trapping of the product in the straw pores to occur (Table S6) [75]. The results of our
research corroborate the results obtained by other researchers, where insufficient amounts of
rainfall and the presence of straw reduces the transposition process and can compromise the
effectiveness of the product [18,76-78]. On the other hand, the reduction in the availability
of these compounds in cropping systems containing straw, especially of black oats, can
contribute to the reduction in environmental risks and dissipation of herbicides.

In this sense, it is possible to cite the factors that affect the retention of herbicides in
organic materials (e.g., in straw) as (I) amount and type of straw, (II) composition of the
straw, (III) degree of decomposition, (IV) hydrophilic and hydrophobic character of the
constituents of the material, (V) the decomposition process, and (VI) interactions of the
physicochemical characteristics of the product with the material [16,22,26,28,29].

5. Conclusions

Straw type has a significant impact on both the sorption and leaching of diclosulam
and diuron herbicides. Therefore, it is crucial to consider this factor when evaluating
herbicide retention. The sorption of diclosulam was influenced by straw size, with smaller
fragments (less than 1 mm) providing greater sorption. With increasing ethereal extract
content, there is increased sorption and reduced desorption of the herbicides, confirming
the straw composition as another factor affecting the retention of diclosulam and diuron.
Sorption occurs on chemical bonds between herbicides and straw, through C, N, and
H radical bonds of the straw and C, H, N, Cl, and F radicals of the herbicide molecule,
highlighting the role of the straw as a chemical barrier for the herbicide.

The leaching of diclosulam was lower in BO, while that of diuron was lower in BW.
There was a reduction in the amount of herbicide leached as the amount of straw increased,
characterizing a physical barrier. Understanding how diclosulam and diuron retention
occurs in the straw is essential for efficient placement in the agroecosystem since tropical
production or no-till systems have different organic materials on the surface. The herbicide
retention and active ingredient concentration reduction that reaches the soil can reduce
the product efficacy, causing a decrease in weed control and losses in crop productivity by
weed competition. However, the environmental risks can be mitigated by the reduction in
availability in tropical or non-tillage systems.
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Supplementary Materials: The following supporting information can be downloaded at: https://
www.mdpi.com/article/10.3390/agronomy13071725/s1, Figure S1: Cover crop plants cultivated in
growing chamber in Ecotoxicology Laboratory in 2020-2021 season; Figure S2: Scheme representing
the materials and method used for leaching experiments of diclosulam and diuron in different straw
types. The mass balance was considerate of the initial amount applied the total amount of herbicide
leached and the radioactivity that remained in straw after the rainfall’s simulations; Figure S3: Sorption
(a,c) and desorption (b,d) isotherms for diclosulam and diuron, respectively. Symbols are the punctual
values of Kd (Cs/Ce). Lines are the curve according to Freundlich model for each straw type. Bars
represent the standard error of the mean (n = 2); Figure S4: Diclosulam and diuron leaching curves
adjusted to the Mitscherlich model. (a) is diclosulam leaching through 2.5 t ha=! and (b) is through
5tha~! of straw; (c) is diuron leaching over 2.5 t ha=! and (d) 5 t ha=?! of straw. The data indicate
parameter value + standard error of the mean (1 = 6); Figure S5: Sorption kinetics of diclosulam (a) and
diuron (b) in cover crop straws. The symbols represent the data + standard error of the mean (1 = 2);
Table S1: Physical-chemical soil properties; Table S2: Percentage of sorption of diclosulam and diuron as
a function of time. The data indicate sorption mean =+ standard error of the mean (1 = 2); Table S3: Mass
balance obtained in leaching experiment. The data indicate the percentage of radioactivity recovered for
each herbicide; Table S4: Physical-chemical properties of forage turnip (FT), buckwheat (BW), and black
oat (BO) straw (n = 2); Table S5: Leaching tendence of diclosulam and diuron as a function of types and
amounts of straw, under sequential rainfalls (10 mm each). The data indicate the estimated value for the
parameter of non-linear regression (Mistscherlich model, n = 6), where a = maximum asymptote, which
is the maximum amount of herbicide that can pass through straw, b = lateral displacement of the curve
and c = concavity; Table S6: Water retention in straw in leaching experiment. The data are the mean of
water retention (n = 4).

Author Contributions: Conceptualization, G.V.M.-G., V.T. and V.L.T.; methodology, G.VM.-G., V.T. and
R.EP; writing—original draft preparation, G.VM.-G., V.T., VL.T.,, N.G.d.M. and D.N,; writing—review
and editing, G.VM.-G., V.T,, D.N. and V.L.T.; supervision, G.V.M.-G., V.T. and V.L.T,; project administration,
G.VM.-G. and V.L.T; funding acquisition, G.V.M.-G. and V.L.T. All authors have read and agreed to the
published version of the manuscript.

Funding: This research was funded by Sao Paulo Research Foundation (FAPESP), grant number
#2020/12644-3, #2019/04758-1 and Coordination for the Improvement of Higher Education Person-
nel (CAPES).

Data Availability Statement: The datasets used and/or analyzed during the current study are
available from the corresponding author on reasonable request.

Acknowledgments: The authors thank Camila Werk Pinacio, a student at “Luiz de Queiroz” College
of Agriculture, for assistance with experimental procedures. The authors also thank the Center of
Nuclear Energy in Agriculture for the structure and complementary resources. The authors thank
Fundagao de Estudos Agrarios Luiz de Queiroz (FEALQ) for the contribution in the payment of APC.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Aktar, W.; Sengupta, D.; Chowdhury, A. Impact of Pesticides Use in Agriculture: Their Benefits and Hazards. Interdiscip. Toxicol.
2009, 2, 1-12. [CrossRef] [PubMed]

2. Soltani, N.; Dille, J.A.; Gulden, R.H.; Sprague, C.L.; Zollinger, R.K.; Morishita, D.W.; Lawrence, N.C.; Sbatella, G.M.; Kniss,
A.R;; Jha, P; et al. Potential Yield Loss in Dry Bean Crops Due to Weeds in the United States and Canada. Weed Technol. 2018,
32, 342-346. [CrossRef]

3. Dille, J.A.; Stahlman, PW.; Thompson, C.R.; Bean, B.W.; Soltani, N.; Sikkema, P.H. Potential Yield Loss in Grain Sorghum (Sorghum
bicolor) with Weed Interference in the United States. Weed Technol. 2020, 34, 624—629. [CrossRef]

4. Landau, C.A.; Hager, A.G.; Williams, M.M. Diminishing Weed Control Exacerbates Maize Yield Loss to Adverse Weather. Glob.
Chang. Biol. 2021, 27, 6156-6165. [CrossRef]

5. Schramski, J.A; Sprague, C.L.; Renner, K.A. Integrating Fall-Planted Cereal Cover Crops and Preplant Herbicides for Glyphosate-
Resistant Horseweed (Conyza canadensis) Management in Soybean. Weed Technol. 2021, 35, 234-241. [CrossRef]

6.  Ribeiro, VH.V,; Oliveira, M.C.; Smith, D.H.; Santos, ]J.B.; Werle, R. Evaluating Efficacy of Preemergence Soybean Herbicides Using
Field Treated Soil in Greenhouse Bioassays. Weed Technol. 2021, 35, 830-837. [CrossRef]

7. Food and Agriculture Organization of the United States FAOSTAT Statistical Database 2022. Available online: https://www.fao.

org/faostat/en/#home (accessed on 20 April 2023).


https://www.mdpi.com/article/10.3390/agronomy13071725/s1
https://www.mdpi.com/article/10.3390/agronomy13071725/s1
https://doi.org/10.2478/v10102-009-0001-7
https://www.ncbi.nlm.nih.gov/pubmed/21217838
https://doi.org/10.1017/wet.2017.116
https://doi.org/10.1017/wet.2020.12
https://doi.org/10.1111/gcb.15857
https://doi.org/10.1017/wet.2020.117
https://doi.org/10.1017/wet.2021.22
https://www.fao.org/faostat/en/#home
https://www.fao.org/faostat/en/#home

Agronomy 2023, 13,1725 14 of 16

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

Haramoto, E.R.; Lowry, C.J.; Pearce, R. Cover Crops Are Not Affected by Tobacco Soil Residual Herbicides but Also Do Not
Provide Consistent Weed Management Benefits. Weed Technol. 2020, 34, 383-393. [CrossRef]

Pittman, K.B.; Barney, ].N.; Flessner, M.L. Horseweed (Conyza canadensis) Suppression from Cover Crop Mixtures and Fall-Applied
Residual Herbicides. Weed Technol. 2019, 33, 303-311. [CrossRef]

Agrofit Ministério Da Agricultura, Pecudria e Abastecimento. 2019. Available online: https://agrofit.agricultura.gov.br/agrofit_
cons/ principal_agrofit_cons (accessed on 15 October 2022).

Lewis, K.A ; Tzilivakis, J.; Warner, D.].; Green, A. An International Database for Pesticide Risk Assessments and Management.
Hum. Ecol. Risk Assess. Int. ]. 2016, 22, 1050-1064. [CrossRef]

Kim, S.; Thiessen, P.A.; Bolton, E.E.; Chen, J.; Fu, G.; Gindulyte, A.; Han, L.; He, J.; He, S.; Shoemaker, B.A; et al. PubChem
Substance and Compound Databases. Nucleic Acids Res. 2016, 44, D1202-D1213. [CrossRef] [PubMed]

Lavorenti, A. Caracteristicas fisico-quimicas dos contaminantes orgéanicos e implicagdes ambientais. In Contaminantes Orgdnicos:
Da Aundlise a Biorremediagio, 1st ed.; Tornisielo, V.L., Vilca, EZ., Guimaraes, A.C.D., Mendes, K.F., Eds.; FEALQ: Piracicaba, Brazil,
2019; pp. 19-46.

Silva, P.V,; Tronquini, S.M.; Barbosa, G.C.; Dias, R.C.; Veiga, ].P.S.; Inacio, E.M. Eficacia Do Herbicida Flumioxazin No Controle
de Euphorbia Heterophylla, Na Aplicagao Sobre Diferentes Tipos de Palha e Simulac¢oes de Chuva. Rev. Ciéncias Agrdrias 2020,
43, 324-332. [CrossRef]

Mongquero, PA.; Amaral, L.R;; Silva, A.C,; Silva, P.V,; Binha, D.P. Efficacy of Herbicides in Different Amounts of Sugar Cane Straw
on Euphorbia Heterophylla Control. Planta Daninha 2007, 25, 613-619. [CrossRef]

Clark, S.L.; Da Silva, P.V.; Dayan, EE.; Nissen, S.J.; Sebastian, D.J. The Influence of Winter Annual Grass Litter on Herbicide
Availability. Weed Sci. 2019, 67, 702-709. [CrossRef]

Khalil, Y.; Flower, K,; Siddique, K.H.M.; Ward, P. Rainfall Affects Leaching of Pre-Emergent Herbicide from Wheat Residue into
the Soil. PLoS ONE 2019, 14, €0210219. [CrossRef]

Silva, G.S.; Moreira Silva, A.F.; Mendes, K.E; Pimpinato, R.F,; Tornisielo, V.L. Influence of Sugarcane Straw on Aminocyclopy-
rachlor Leaching in a Green-Cane Harvesting System. Water Air Soil Pollut. 2018, 229, 156. [CrossRef]

Joshi, V.; Suyal, A ; Srivastava, A.; Srivastava, P.C. Role of Organic Amendments in Reducing Leaching of Sulfosulfuron through
Wheat Crop Cultivated Soil. Emerg. Contam. 2019, 5, 4-8. [CrossRef]

Jensen, L.C.; Becerra, ].R.; Escudey, M. Impact of Physical /Chemical Properties of Volcanic Ash-Derived Soils on Mechanisms
Involved during Sorption of Ionisable and Non-Ionisable Herbicides. In Advanced Sorption Process Applications; Edebali, S., Ed.;
IntechOpen: Rijeka, Croatia, 2018.

Garcia-Jaramillo, M.; Trippe, K.M.; Helmus, R.; Knicker, H.E.; Cox, L.; Hermosin, M.C.; Parsons, J.R.; Kalbitz, K. An Examination
of the Role of Biochar and Biochar Water-Extractable Substances on the Sorption of Ionizable Herbicides in Rice Paddy Soils. Sci.
Total Environ. 2020, 706, 135682. [CrossRef]

Dorado, J.; Almendros, G. Organo-Mineral Interactions Involved in Herbicide Sorption on Soil Amended with Peats of Different
Maturity Degree. Agronomy 2021, 11, 869. [CrossRef]

Tofoli, G.R.; Velini, E.D.; Negrisoli, E.; Cavenaghi, A.L.; Martins, D. Performance of Tebuthiuron Applied on Sugarcane Straw.
Planta Daninha 2009, 27, 815-821. [CrossRef]

Dao, T.H. Field Decay of Wheat Straw and Its Effects on Metribuzin and S-Ethyl Metribuzin Sorption and Elution from Crop
Residues. |. Environ. Qual. 1991, 20, 203-208. [CrossRef]

Ignatowicz-Owsieniuk, K.; Skoczko, I. Dependence of Sorption of Phenoxyacetic on Their Physico-Chemical. Polish J. Environ.
Stud. 2002, 11, 339-344.

Bedmar, F; Daniel, PE.; Costa, ].L.; Giménez, D. Sorption of Acetochlor, S-Metolachlor, and Atrazine in Surface and Subsurface
Soil Horizons of Argentina. Environ. Toxicol. Chem. 2011, 30, 1990-1996. [CrossRef]

Araldi, R.; Velini, E.D.; Gimenes Cotrick Gomes, G.L.; Tropaldi, L.; de Freitas e Silva, I.P.; Carbonari, C.A. Performance of
Herbicides in Sugarcane Straw. Cienc. Rural 2015, 45, 2106-2112. [CrossRef]

Cassigneul, A.; Alletto, L.; Benoit, P; Bergheaud, V.; Etiévant, V.; Dumény, V.; Le Gac, A.L.; Chuette, D.; Rumpel, C.; Justes, E.
Nature and Decomposition Degree of Cover Crops Influence Pesticide Sorption: Quantification and Modelling. Chemosphere 2015,
119,1007-1014. [CrossRef] [PubMed]

Li, E; Pan, B,; Liang, N.; Chang, Z.; Zhou, Y.; Wang, L.; Li, H.; Xing, B. Reactive Mineral Removal Relative to Soil Organic Matter
Heterogeneity and Implications for Organic Contaminant Sorption. Environ. Pollut. 2017, 227, 49-56. [CrossRef]

Ren, L.; Lin, D.; Yang, K. Correlations and Nonlinear Partition of Nonionic Organic Compounds by Humus-like Substances
Humificated from Rice Straw. Sci. Rep. 2019, 9, 15131. [CrossRef] [PubMed]

Abdel-Aty, A.M.; Gad-Allah, T.A.; Ali, M.E.M.; Abdel-Ghafar, H.H. Parametric, Equilibrium, and Kinetic Studies on Biosorption
of Diuron by Anabaena Sphaerica and Scenedesmus Obliquus. Environ. Prog. Sustain. Energy 2015, 34, 504-511. [CrossRef]
Mendes, K.E,; Soares, M.B.; de Sousa, R.N.; Mielke, K.C.; da Silva Brochado, M.G.; Tornisielo, V.L. Indaziflam Sorption-Desorption
and Its Three Metabolites from Biochars- and Their Raw Feedstock-Amended Agricultural Soils Using Radiometric Technique.
J. Environ. Sci. Heal. Part B Pestic. Food Contam. Agric. Wastes 2021, 56, 731-740. [CrossRef]

Angers, D.A ; Recous, S. Decomposition of Wheat Straw and Rye Residues as Affected by Particle Size. Plant Soil 1997, 189, 197-203.
[CrossRef]


https://doi.org/10.1017/wet.2019.123
https://doi.org/10.1017/wet.2018.111
https://agrofit.agricultura.gov.br/agrofit_cons/principal_agrofit_cons
https://agrofit.agricultura.gov.br/agrofit_cons/principal_agrofit_cons
https://doi.org/10.1080/10807039.2015.1133242
https://doi.org/10.1093/nar/gkv951
https://www.ncbi.nlm.nih.gov/pubmed/26400175
https://doi.org/10.19084/rca.20815
https://doi.org/10.1590/S0100-83582007000300022
https://doi.org/10.1017/wsc.2019.45
https://doi.org/10.1371/journal.pone.0210219
https://doi.org/10.1007/s11270-018-3818-x
https://doi.org/10.1016/j.emcon.2018.12.002
https://doi.org/10.1016/j.scitotenv.2019.135682
https://doi.org/10.3390/agronomy11050869
https://doi.org/10.1590/S0100-83582009000400020
https://doi.org/10.2134/jeq1991.00472425002000010032x
https://doi.org/10.1002/etc.602
https://doi.org/10.1590/0103-8478cr20141244
https://doi.org/10.1016/j.chemosphere.2014.08.082
https://www.ncbi.nlm.nih.gov/pubmed/25303661
https://doi.org/10.1016/j.envpol.2017.04.047
https://doi.org/10.1038/s41598-019-51406-3
https://www.ncbi.nlm.nih.gov/pubmed/31641156
https://doi.org/10.1002/ep.12027
https://doi.org/10.1080/03601234.2021.1941559
https://doi.org/10.1023/A:1004207219678

Agronomy 2023, 13,1725 15 of 16

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.
48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

Bending, G.D.; Turner, M.K. Interaction of Biochemical Quality and Particle Size of Crop Residues and Its Effect on the Microbial
Biomass and Nitrogen Dynamics Following Incorporation into Soil. Biol. Fertil. Soils 1999, 29, 319-327. [CrossRef]

Tarafdar, ].C.; Meena, S.C.; Kathju, S. Influence of Straw Size on Activity and Biomass of Soil Microorganisms during Decomposi-
tion. Eur. J. Soil Biol. 2001, 37, 157-160. [CrossRef]

Jing, X.; Li, Q.; Qiao, X.; Chen, J.; Cai, X. Effects of Accumulated Straw Residues on Sorption of Pesticides and Antibiotics in Soils
with Maize Straw Return. J. Hazard. Mater. 2021, 418, 126213. [CrossRef]

Test, No. 106: Adsorption—Desorption Using a Batch Equilibrium Method; OECD Guidelines for the Testing of Chemicals, Section 1;
OECD: Paris, France, 2000; ISBN 9789264069602.

Takeshita, V.; Mendes, K.F.; Bompadre, T.EV.; Alonso, EG.; Pimpinato, R.F.; Tornisielo, V.L. Aminocyclopyrachlor Sorption—
Desorption and Leaching in Soil Amended with Organic Materials from Sugar Cane Cultivation. Weed Res. 2020, 60, 363-373.
[CrossRef]

Takeshita, V.; Munhoz-Garcia, G.V.; Werk Pinacio, C.; Cardoso, B.C.; Nalin, D.; Tornisielo, V.L.; Fraceto, L.F. Availability
of Metribuzin-Loaded Polymeric Nanoparticles in Different Soil Systems: An Important Study on the Development of Safe
Nanoherbicides. Plants 2022, 11, 3366. [CrossRef]

Lunardi, V.B.; Edi Soetaredjo, F,; Foe, K.; Nyoo Putro, J.; Permatasari Santoso, S.; Gede Wenten, I.; Irawaty, W.; Yuliana, M.; Ju,
Y.H.; Elisa Angkawijaya, A.; et al. Pesticide Elimination through Adsorption by Metal-Organic Framework and Their Modified
Forms. Environ. Nanotechnol. Monit. Manag. 2022, 17, 100638.

Barriuso, E.; Laird, D.A.; Koskinen, W.C.; Dowdy, R.H. Atrazine Desorption from Smectites. Soil Sci. Soc. Am. ]. 1994,
58, 1632-1638. [CrossRef]

Obregén Alvarez, D.; Mendes, K.E; Tosi, M.; Fonseca de Souza, L.; Campos Cedano, J.C.; de Souza Falcao, N.P; Dunfield, K,;
Tsai, S.M.; Tornisielo, V.L. Sorption-Desorption and Biodegradation of Sulfometuron-Methyl and Its Effects on the Bacterial
Communities in Amazonian Soils Amended with Aged Biochar. Ecotoxicol. Environ. Saf. 2021, 207, 111222. [CrossRef]

Test No. 312: Leaching in Soil Columns; OECD Guidelines for the Testing of Chemicals, Section 3; OECD: Paris, France, 2004;
ISBN 9789264070561.

Tropaldi, L.; Carbonari, C.A.; de Brito, I.P.ES.; de Matos, A.K.A.; de Moraes, C.P; Velini, E.D. Dynamics of Clomazone Formula-
tions Combined with Sulfentrazone in Sugarcane (Saccharum Spp.) Straw. Agriculture 2021, 11, 854. [CrossRef]

Giles, C.H.; MacEwan, T.H.; Nakhwa, S.N.; Smith, D. 786. Studies in Adsorption. Part XI. A System of Classification of Solution
Adsorption Isotherms, and Its Use in Diagnosis of Adsorption Mechanisms and in Measurement of Specific Surface Areas of
Solids. J. Chem. Soc. 1960, 111, 3973-3993. [CrossRef]

Deng, H.; Feng, D.; He, ].-X,; Li, F-Z.; Yu, H.-M.; Ge, C.-]. Influence of Biochar Amendments to Soil on the Mobility of Atrazine
Using Sorption-Desorption and Soil Thin-Layer Chromatography. Ecol. Eng. 2017, 99, 381-390. [CrossRef]

Smith, B. Infrared Spectral Interpretation: A Systematic Approach; CRC Press: Boca Raton, FL, USA, 2018; pp. 1-304. [CrossRef]
Kalaichelvi, K.; Dhivya, S.M. Screening of Phytoconstituents, UV-VIS Spectrum and FTIR Analysis of Micrococca mercurialis (L.)
Benth. Int. |. Herb. Med. 2017, 5, 40—44.

Lavorenti, A.; Rocha, A.A.; Prata, F,; Regitano, ].B.; Tornisielo, V.L.; Pinto, O.B. Comportamento Do Diclosulam Em Amostras de
Um Latossolo Vermelho Distroférrico Sob Plantio Direto e Convencional. Rev. Bras. Ciénc. Solo 2003, 27, 183-190. [CrossRef]
Yoder, R.N.; Huskin, M.A.; Kennard, L.M.; Zabik, ].M. Aerobic Metabolism of Diclosulam on U.S. and South American Soils.
J. Agric. Food Chem. 2000, 48, 4335-4340. [CrossRef]

Mendes, K.F; Olivatto, G.P; de Sousa, R.N.; Junqueira, L.V.; Tornisielo, V.L. Natural Biochar Effect on Sorption—Desorption and
Mobility of Diclosulam and Pendimethalin in Soil. Geoderma 2019, 347, 118-125. [CrossRef]

Smernik, R.J.; Kookana, R.S. The Effects of Organic Matter-Mineral Interactions and Organic Matter Chemistry on Diuron Sorption
across a Diverse Range of Soils. Chemosphere 2015, 119, 99-104. [CrossRef] [PubMed]

Green, R.E. Chapter 4 Sorption Estimates for Modeling. Pestic. Soil Environ. 1990, 2, 79-101.

Tantarawongsa, P.; Ketrot, D.; Tantarawongsa, P.; Ketrot, D.; Tantarawongsa, P.; Ketrot, D.; Tantarawongsa, P.; Ketrot, D.
Adsorption of Herbicide Diuron in Pineapple-Growing Soils of Eastern Thailand. Polish ]. Environ. Stud. 2020, 29, 285-292.
[CrossRef]

Liyanage, ].A.; Watawala, R.C.; Aravinna, A.G.P,; Smith, L.; Kookana, R.S. Sorption of Carbofuran and Diuron Pesticides in 43
Tropical Soils of Sri Lanka. J. Agric. Food Chem. 2006, 54, 1784-1791. [CrossRef] [PubMed]

Almeida, C.S.; Mendes, K.E; Junqueira, L.V.; Alonso, E.G.; Chitolina, G.M.; Tornisielo, V.L. Diuron Sorption, Desorption and
Degradation in Anthropogenic Soils Compared to Sandy Soil. Planta Daninha 2020, 38, €020217146. [CrossRef]

Wauchope, R.D,; Yeh, S.; Linders, ].B.H.]J.; Kloskowski, R.; Tanaka, K.; Rubin, B.; Katayama, A.; Kérdel, W.; Gerstl, Z.; Lane, M.; et al.
Pesticide Soil Sorption Parameters: Theory, Measurement, Uses, Limitations and Reliability. Pest Manag. Sci. 2002, 58, 419-445.
[CrossRef] [PubMed]

Lima, E.C,; Dehghani, M.H.; Guleria, A.; Sher, F,; Karri, R.R.; Dotto, G.L.; Tran, H.N. Adsorption: Fundamental Aspects and
Applications of Adsorption for Effluent Treatment. Green Technol. Defluorid. Water 2021, 1, 41-88. [CrossRef]

Ding, G.; Novak, ].M.; Herbert, S.; Xing, B. Long-Term Tillage Effects on Soil Metolachlor Sorption and Desorption Behavior.
Chemosphere 2002, 48, 897-904. [CrossRef] [PubMed]

Wang, P; Keller, A.A. Sorption and Desorption of Atrazine and Diuron onto Water Dispersible Soil Primary Size Fractions. Water
Res. 2009, 43, 1448-1456. [CrossRef]


https://doi.org/10.1007/s003740050559
https://doi.org/10.1016/S1164-5563(01)01084-6
https://doi.org/10.1016/j.jhazmat.2021.126213
https://doi.org/10.1111/wre.12442
https://doi.org/10.3390/plants11233366
https://doi.org/10.2136/sssaj1994.03615995005800060008x
https://doi.org/10.1016/j.ecoenv.2020.111222
https://doi.org/10.3390/agriculture11090854
https://doi.org/10.1039/jr9600003973
https://doi.org/10.1016/j.ecoleng.2016.11.021
https://doi.org/10.1201/9780203750841
https://doi.org/10.1590/S0100-06832003000100019
https://doi.org/10.1021/jf9911848
https://doi.org/10.1016/j.geoderma.2019.03.038
https://doi.org/10.1016/j.chemosphere.2014.05.066
https://www.ncbi.nlm.nih.gov/pubmed/24972176
https://doi.org/10.15244/pjoes/101615
https://doi.org/10.1021/jf052021o
https://www.ncbi.nlm.nih.gov/pubmed/16506834
https://doi.org/10.1590/s0100-83582020380100034
https://doi.org/10.1002/ps.489
https://www.ncbi.nlm.nih.gov/pubmed/11997969
https://doi.org/10.1016/B978-0-323-85768-0.00004-X
https://doi.org/10.1016/S0045-6535(02)00188-1
https://www.ncbi.nlm.nih.gov/pubmed/12222784
https://doi.org/10.1016/j.watres.2008.12.031

Agronomy 2023, 13,1725 16 of 16

61.

62.

63.

64.
65.

66.

67.

68.

69.

70.

71.

72.

73.

74.

75.

76.

77.

78.

Liu, Y;; Lonappan, L.; Brar, S.K.; Yang, S. Impact of Biochar Amendment in Agricultural Soils on the Sorption, Desorption, and
Degradation of Pesticides: A Review. Sci. Total Environ. 2018, 645, 60-70. [CrossRef] [PubMed]

Sakulthaew, C.; Watcharenwong, A.; Chokejaroenrat, C.; Rittirat, A. Leonardite-Derived Biochar Suitability for Effective Sorption
of Herbicides. Water Air Soil Pollut. 2021, 232, 36. [CrossRef]

Liu, Y;; Xu, Z.; Wu, X.; Gui, W.; Zhu, G. Adsorption and Desorption Behavior of Herbicide Diuron on Various Chinese Cultivated
Soils. J. Hazard. Mater. 2010, 178, 462-468. [CrossRef]

Ogeda, T.L.; Petri, D.ES. Hidrdlise Enzimatica de Biomassa. Quim. Nova 2010, 33, 1549-1558. [CrossRef]

Sopenia, F.; Semple, K.; Sohi, S.; Bending, G. Assessing the Chemical and Biological Accessibility of the Herbicide Isoproturon in
Soil Amended with Biochar. Chemosphere 2012, 88, 77-83. [CrossRef] [PubMed]

Tan, G.; Sun, W.; Xu, Y.; Wang, H.; Xu, N. Sorption of Mercury (II) and Atrazine by Biochar, Modified Biochars and Biochar Based
Activated Carbon in Aqueous Solution. Bioresour. Technol. 2016, 211, 727-735. [CrossRef] [PubMed]

Zhang, X.; Gao, B.; Zheng, Y.; Hu, X.; Creamer, A.E.; Annable, M.D.; Li, Y. Biochar for Volatile Organic Compound (VOC)
Removal: Sorption Performance and Governing Mechanisms. Bioresour. Technol. 2017, 245, 606—614. [CrossRef]

Gamiz, B.; Velarde, P.; Spokas, K.A.; Cox, L. Dynamic Effect of Fresh and Aged Biochar on the Behavior of the Herbicide
Mesotrione in Soils. J. Agric. Food Chem. 2019, 67, 9450-9459. [CrossRef] [PubMed]

Kumar, A.; Singh, E.; Khapre, A.; Bordoloi, N.; Kumar, S. Sorption of Volatile Organic Compounds on Non-Activated Biochar.
Bioresour. Technol. 2020, 297, 122469. [CrossRef]

Pariz, C.M.; Andreotti, M.; Buzetti, S.; Bergamaschine, A.F; de Aratjo Ulian, N.; Furlan, L.C.; de Lima Meirelles, PR,
Cavasano, FA. Straw Decomposition of Nitrogen-Fertilized Grasses Intercropped with Irrigated Maize in an Integrated Crop-
Livestock System. Rev. Bras. Ciénc. Solo 2011, 35, 2029-2037. [CrossRef]

Petter, EA.; Nobrega, ].C.A.; Santos, A.S.; Pacheco, L.P.; Monteiro, M.M.D.S.; Petter, FEA.; Nobrega, ].C.A.; Santos, A.S. Biomass
and Nutrient Cycling By Cover Crops in Brazilian Cerrado in the State of Piaui. Rev. Caatinga 2017, 30, 13-23.

Momesso, L.; Crusciol, C.A.C.; Soratto, R.P; Vyn, T].; Tanaka, K.S.; Costa, C.H.M.; Neto, ].E,; Cantarella, H. Impacts of Nitrogen
Management on No-till Maize Production Following Forage Cover Crops. Agron. J. 2019, 111, 639-649. [CrossRef]

Silva, A.G.B.; Lisboa, L.P; Cherubin, M.R.; Cerri, C.E.P. How Much Sugarcane Straw Is Needed for Covering the Soil? Bioenergy
Res. 2019, 12, 858-864. [CrossRef]

Macedo, G. de C.; Carbonari, C.A.; Velini, E.D.; Gomes, G.L.G.C.; De Matos, A.K.A.; De Castro, E.B.; Burgos, N.R. Behavior of
Sulfentrazone in the Soil as Influenced by Cover Crop before No-till Soybean Planting. Weed Sci. 2020, 68, 673—-680. [CrossRef]
Maciel, C.D.G.; Velini, E.D. Simula¢do Do Caminhamento Da Agua Da Chuva e Herbicidas Em Palhadas Utilizadas Em Sistemas
de Plantio Direto. Planta Daninha 2005, 23, 471-481. [CrossRef]

Guerra, N,; Oliveira, R.S.; Constantin, J.; Oliveira Neto, A.M.; Puton, G.; Garrido, T.H.P. Influence of Precipitation and Sugarcane
Straw in Aminocyclopyrachlor and Indaziflam Control Efficiency. Planta Daninha 2015, 33, 535-542. [CrossRef]

Malardo, M.R.; Monquero, P.A.; Dos Santos, P.H.V.; Ribeiro, N.M.; Da Silva, P.V.; Hirata, A.C.S. Influence of the Sowing Depth
and Amount of Sugarcane Straw on the Emergence of Chloris Polydactyla and Eleusine Indica and Their Control by Herbicides
Applied Pre-Emergence. Semin. Agrar. 2017, 38, 1187-1200. [CrossRef]

Silva, P.V.d.; Alves, R.B.; Malardo, M.R.; Duarte, PH.N.; Ribeiro, N.M.; Dias, R.d.C.; Monquero, P.A.; Christoffoleti, P.J. Efeito Da
Palha de Cana-de-Actcar e Da Precipitacao Na Eficacia de Indaziflam. Rev. Ciéncias Agririas 2019, 42, 191-200.

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/j.scitotenv.2018.07.099
https://www.ncbi.nlm.nih.gov/pubmed/30015119
https://doi.org/10.1007/S11270-020-04974-4
https://doi.org/10.1016/j.jhazmat.2010.01.105
https://doi.org/10.1590/S0100-40422010000700023
https://doi.org/10.1016/j.chemosphere.2012.02.066
https://www.ncbi.nlm.nih.gov/pubmed/22464863
https://doi.org/10.1016/j.biortech.2016.03.147
https://www.ncbi.nlm.nih.gov/pubmed/27061260
https://doi.org/10.1016/j.biortech.2017.09.025
https://doi.org/10.1021/acs.jafc.9b02618
https://www.ncbi.nlm.nih.gov/pubmed/31381326
https://doi.org/10.1016/j.biortech.2019.122469
https://doi.org/10.1590/S0100-06832011000600019
https://doi.org/10.2134/agronj2018.03.0201
https://doi.org/10.1007/s12155-019-10008-7
https://doi.org/10.1017/wsc.2020.70
https://doi.org/10.1590/S0100-83582005000300011
https://doi.org/10.1590/S0100-83582015000300015
https://doi.org/10.5433/1679-0359.2017v38n3p1187

	Introduction 
	Materials and Methods 
	Cultivation of Cover Crops and Straw Preparation 
	Test Substances 
	Sorption–Desorption Studies 
	Chemical and Structural Characterization of Straw 
	Leaching Study 
	Statistical Analysis 

	Results 
	Sorption Process of Herbicides in Straw 
	Herbicide Desorption from Straw 
	Characterization and Structural Changes of Straw in the Sorption Process 
	Chemical Interactions between Straw and Herbicide 
	Straw Composition and Effect of Fragment Size on Diuron and Diclosulam Retention 
	Leaching of Diclosulam and Diuron in Different Straws 

	Discussion 
	Conclusions 
	References

