RAINFALL EFFECT ON DISSIPATION AND MOVEMENT OF DIURON AND
SIMAZINE IN A VINEYARD SOIL'

Efeito da Chuva na Dissipagdo e Movimentagdo de Diuron e Simazine em Solo de Vinha

ALISTER, C.? and KOGAN, M.2

ABSTRACT - From 2003 to 2007, a field study was performed in a vineyard in Chile to
investigate diuron and simazine soil behavior and the effect of additional rainfall. Both
herbicides were applied once a year at a rate of 2.0 kg ha! a.i. Herbicide concentrations in
soil were measured at O, 10, 20, 40, 90 and 340 days after application, under two pluviometric
conditions, natural rainfall and natural rainfall plus irrigation with 180 mm of simulated
rainfall during the first 90 days after application. Soil partition coefficient (K ) varied in the
soil profile (O to 90 cm deep) from 6.75 to 2.04 mL g! and from 1.4 to 0.66 mL g! and the
maximum soil adsorption capacity was approximately 18.3 mg g! and 8.3 mg g! for diuron
and simazine, respectively. Diuron and simazine reached up to 90 and 120 cm of soil depth,
with an average of 8.3% and 62.4% of herbicide moved below 15 cm in the soil, respectively.
Simazine soil half-life (DT,;) was 38.1 days and 7.5 days, whereas the half life for diuron
varied from 68.0 and 24.6 for natural rainfall and irrigated, respectively. The average of
residual simazine remaining in the whole soil profile after 90 DAA was 25.4% and 39.9% for
diuron, with no effect of additional rainfall amount. At 340 DAA the amount of simazine in
the whole soil profile corresponded to 13.2% of the initial amount applied, being diuron
more persistent with 21.5% of the initial herbicide applied. The high movement in soil of
both herbicides could be due to a non-equilibrium sorption process explained by preferential
flow, low K, and high desorption.
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RESUMO - Entre 2003 e 2007, foi conduzido um estudo de campo em uma vinha no Chile para
investigar o comportamento de diuron e simazine no solo e o efeito de irrigagao extra. Ambos os
herbicidas foram aplicados uma vez por ano, numa base de 2.0 kg ha! a.i. Foram medidas as
concentragées de herbicida no solo apés O, 10, 20, 40, 90 e 340 dias da aplicagdo, sob duas
condigées pluviométricas distintas, chuvas naturais e chuvas naturais mais irrigagéo com 180 mm
de chuva artificial durante os primeiros 90 dias apés a aplicagéo. O coeficiente de parti¢do no solo
(K,) no perfil de solo (auma profundidade de O a 90 cm) foide 2.04 mL g' ede 1,4a 0,66 mL g,
e a capacidade de adsor¢ao mdxima do solo foi de aproximadamente 18,3 mg g e 8.3 mg g’ para
diuron e simazine respectivamente. O diuron e o simazine atingiram uma profundidade de até 90 e
120 emno solo, com uma média de, respectivamente, 8,3% e 62,4% de movimentagdo do herbicida
abaixo de 15 cm do solo. A meia-vida de simazine no solo (DT,,) foi de 38,1 dias e 7,5 dias,
enquanto a meia-vida para o diuron foi de 68,0 e 24, 6, com chuva natural e irrigagao respectivamente.
A média de simazine residual remanescente em todo o perfil do solo apés 90 DAA foide 25,4%, e
de 39,9% para o diuron, sem nenhum efeito de quantidade de chuva adicional. Em 340 DAA, a
quantidade de simazine presente em todo o perfil do solo correspondeu a 13,2% da quantidade
inicial aplicada, sendo o diuron mais persistente, com 21,5% do herbicida inicial aplicado. Pode-se
atribuir a elevada movimentagdo no solo com ambos os herbicidas a um processo de néao-equilibrio
de sorgdo, explicado por fluxo preferencial, baixo K , e elevada dessorcdo.
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INTRODUCTION

Simazine and diuron are important soil-
active herbicides used in fruit production in
Chile. However, there are problems related
to water contamination and mainly in
groundwater, with the use of pesticides in
several countries in Europe and in North
America (Troiano et al., 1994; Lennartz et al.,
1997; Wade et al., 1998; Jacobsen et al., 1999;
Field et al., 2003; NAWQA, 2003; Spalding et al.,
2003). For this reason most of the Chilean
fruit and wine producers restrict the use of
simazine as a response to this issue and to
satisfy their commercial partners.

The knowledge about simazine and diuron
soil dynamics has changed over time. In the
past, both herbicides were classified as not
readily leachable and with risk of soil
accumulation. Different reports have indicated
highly variable mobility in soil and leaching
risk under different soil and climatic conditions
(Dawson et al., 1968; Heeney et al., 1981,
Barreda et al., 1996; Itoh & Manabe, 1997;
Patzold & Brummer, 1997; Tworkoski, et al.,
2000; Rouchaud et al., 2000; Alister et al.,
2005; Matallo et al., 2005; Landry et al., 2006).

Diuron can present soil sorption coefficient
(K,) values, between 2.9 to 75 mL g! (ARS,
2001; Liyanage et al., 2006), in comparison to
simazine, which can present lower K  values,
between 0.48 to 13.9 mL g'! (Kookana et al.,
1992; ARS, 2001; Wauchope et al., 1992). Half-
lives reported for both herbicides are quite
different, 30 to 365 and 19 to 186 days, for
diuron and simazine, respectively (Wauchope
et al., 1992; Flury, 1996; Rouchaud et al., 2000;
ARS, 2001; Gooddy et al., 2002). According to
these diuron properties, one could expect that
diuron would be less leachable than simazine.
But in the field, degradation and movement
in soil are quite different from the expected
behavior (Gooddy et al., 2002; Alister et al.,
2005). Nevertheless, estimations of relative
environmental risk for both herbicides, using
some relative indexes, in relation to soil
leaching and water contamination, such
asEnvironmental Risk Index-ERI_ . - (Alister
& Kogan, 2006), Leaching Potential Index-LPI
(Meeks & Dean, 1990), Groundwater Ubiquity
Score-GUS (Gustafson, 1989) and Leaching
Index-LEACH (Laskowski et al., 1982),
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indicate that simazine and diuron do not show
appreciable differences.

The uncertainty of the herbicide behavior
under particular soil and climatic conditions
in Chilean vineyards and the lack of local data
related to the environmental pesticide
dynamics make it very difficult to develop
adequate pesticide management and regulatory
practice guidelines to diminish the potential
risk of contamination of surface and
groundwater resources.

Based on the simazine behavior in the soil
at a vineyard in the Casablanca Valley during
the 2003 season (Alister et al., 2005), we
continued with the research project for another
three years to compare the soil dynamics of
diuron and simazine by studying: a) the
dissipation and soil mobility of diuron and
simazine over three seasons, b) the effect of
extra rainfall on these processes, and
c) sorption and desorption of both herbicides
and their relation to soil properties.

MATERIAL AND METHODS
Study conditions and herbicide treatments

From August 2003 to August 2007, in a
commercial vineyard located in the
Casablanca Valley (Latitude 33°16' S and
Longitude 71°23"' W) in Chile, diuron and
simazine were applied at arate of 2 kg ha! a.i.
to bare soil in an experimental area (1.4 ha)
in August of each year, using a backpack
sprayer calibrated to deliver 200 L ha! at
0.35 mPa.

This area was characterized according to
selected soil properties (Table 1) and four
homogeneous zones were identified using
cluster analysis. In each homogeneous zone
all vegetation was removed from two 3 m?
sections in between the rows of grape plants
to avoid foliage interference with the applied
herbicide. One section of each zone received
natural rainfall (Figure 1) , and the other
section was augmented with simulated
rainfall using a PVC (75 mm diameter)
perforated pipe delivering 30 mm of water
every 15 days over 90 days after the herbicide
application (DAA) each year (irrigated).
Average temperatures for the air and at 15 cm
of soil depth are shown in Figure 2.
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Table 1 - Physicochemical properties of the soil
Soil depth Density H CIC OC | Sad | siit | Clay
(cm) (gom’) ’ (meq 100 ¢7) %)
0-15 1.56 6.10 14.88 1.28 44.01 35.20 20.79
(£0.16) (£0.20) (2.80) (£0.27) (£6.48) (+4.48) (+2.37)
15-30 1.40 6.05 14.64 0.63 41.88 34.26 23.86
(£0.04) (0.15) (£2.49) (£0.17) (£7.28) (#5.61) (£2.94)
30-60 1.37 6.30 11.63 0.50 47.38 29.94 22.68
(£0.16) (0.14) (0.33) (20.09) (#5.10) (2.55) (#3.52)
60-90 1.45 6.61 11.80 0.31 51.34 23.50 25.16
(£0.03) (0.16) (0.52) (20.05) (+7.46) (+4.40) (+4.93)

Values are means of 20 samples t+ standard deviation.
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Figure 1- Accumulated natural rainfall from August 2002 to
August 2007.

Soil samples for herbicide analysis

Soil samples were collected utilizing a
steel soil sampler (0.06 m diameter), avoiding
contaminating deeper soil with surface soil,
from 0-15 and 15-30 cm at O, 10, 20 and
40 days after herbicide application (DAA), and
0-15, 15-30, 30-60 and 60-90 cm at 90 and
340 DAA. In 2005 and 2006, samples from 90
to 120 cm depth were also taken. Each soil
sample was packed in a plastic bag, kept in a
cooler at 4 °C, carried to the laboratory and
frozen at -18 °C until analysis.

Herbicides were extracted from 20 g soil
sample for each herbicide and shaken at
300 rpm for 90 min with 40 mL of methanol.
The extracts were filtered and concentrated
to dryness in a rotary evaporator and re-
suspended in 1 mL methanol, and transferred

to 1.5 mL glass vial and analyzed using high-
pressure liquid chromatography with a diode-
array detector (HPLC-DAD). The HPLC unit was
equipped with a Lichrospher® 100 RP-18 5 pm
Hibar®Pre-Packed RT 125-4 column. The liquid
phase used was acetonitrile and ammonium
acetate 10 mmol. The acetonitrile gradient
was: 0 at 10 min 30%; 10 — 11 min 70%; and
11 - 13 min 30%. The column temperature
was 25 °C and the flow rate was 1 mL min-!.
The injection volume was 30 pL. The detector
(Hitachi model Elite LaChrom L-2450) was set
at 220 nm and 250 nm for simazine and
diuron, respectively.

Herbicide recovery from spiked soil was
93+6% and 99+5% for simazine and diuron,
respectively. Detection limits were 3 pg L' and
9 pg L! for simazine and diuron, respectively.
For each soil sample series analyzed,
laboratory blank, spiked and untreated soil
samples were included.

Determination of sorption and desorption
coefficients

Six milliliters of aqueous 0.01 M CaCl,
solutions of diuron and simazine, at six
concentrations depending on their water
solubility, were added to 3 g of air-dried soil.
These soil suspensions were shaken end-
over-end for 8 h at 200 rpm at room
temperature and then centrifuged for 20 min
at 3110 g. One milliliter of each supernatant
solution was filtered through a 0.45 um
fiberglass filter and directly quantified using
HPLC-DAD as before. The amount of diuron
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Figure 2 - Average, maximum and minimum air temperature (A) and at 15 cm of soil depth (B) from August 2003 to August 2007.

and simazine adsorbed was calculated as the
difference between the amount in the initial
solution and the remaining in the solution
after centrifugation. The sorption isotherm
was determined according to the Langmuir
model (Equation 1).

% %
g dm k*Ce "
1+k*Ce

where C_ (mg g!) is the sorbed herbicide, k
is the equilibrium adsorption/desorption
constant, gm is maximum soil adsorption
capacity, and C, (mg mlL!) is the herbicide
concentration in solution after 24 h of shaking.

After measurement of sorption the 3.5 mL
remaining supernatant solution of each
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sample was replaced in the centrifuge tubes
with the same volume of fresh background
solution containing no herbicide. The new soil
suspensions were shaken and centrifuged as
described in the previous section. The whole
desorption procedure was repeated twice,
and the amount of diuron and simazine
desorbed was calculated by determining its
concentration in each of the three supernatant
solutions.

Statistical analysis

Herbicide dissipation was fitted to
Equation 2 (Hamaker, 1972), using non-linear
regression analysis PROC NLIN (SAS®),
defined by:
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C=[Co"™ +(n-1)*k*1]"1™ 2]
DTy, = %( *C, 3]

where C (mg kg') is the soil herbicide
concentration at time / (day), C is the initial
soil concentration (mg kg'!), and & (days!) is
a second order (n = 2) rate constant that
determines the slope of the curve. The
goodness-of-fit of the model was calculated
according to Schabenberger (2009). The DT\,
values were estimated from (Equation 3). The
herbicide concentration in soil samples was
analyzed using PROC UNIVARIATE (SAS®). The
effect of soil properties on soil adsorption and
desorption was analyzed utilizing a PROC REG
and stepwise selection model with p = 0.05 for
variable selection.

RESULTS AND DISCUSSION

DT, values for diuron differed according
to rainfall conditions (Table 2). In all seasons,
soil samples taken from irrigated plots showed
a reduction in DT,, values, which cannot be
explained only by the soil moisture content
during this period (Figure 3), but because twice
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more diuron was mobilized below 15 cm soil
layer at 40 DAA under natural rainfall than
irrigated in the three study seasons (data not
shown). However, at 90 DAA diuron residues
were the same under both rainfall conditions
(Table 3).

Diuron soil residues, at the end of each
study season, decreased each year from 2003
to 2007. After the first year of application, the
residue represented 28% of the initial amount,
after the second year 16-18%, and after the
third year 5-7% (Table 3), with no effect of
rainfall conditions.

Simazine dissipation in soil was greater
than diuron in all seasons, therefore showed
smaller DT, in the 0-15 cm soil layer (Table 2;
Figure 4 and 5). The higher DT, values for
simazine were during 2003 under natural
rainfall, year in which the less rain
accumulation was registered during the first
90 DAA (39 mm; Figure 1). In the same year,
under irrigation, the DT, value was similar to
those obtained in 2004 and 2005. Diuron
movement in soil was very similar during the
2004-2005 and 2005-2006 seasons. The
exception was the 2003-2004 season, in which
diuron was detected only in the first 30 cm soil

Table 2 - Half-lives (DT ;) and second order dissipation rate (k) during 2003, 2004, 2005 and 2006 years estimated according equation
[2] for diuron and simazine (0-15 cm soil depth) under two pluviometric conditions

Natural rainfall Irrigated
Herbicide Year DTs, K R2 DT k R2
(days) (days™) (days) (days™)
429 0.048 24.6 0.088
2 .89 ** 89 **
003 (£3.2) (£ 0.007) 0.89 2.1 (£0.013) 0.89
358 0.054 258 0.075
2004 0.82%* 0.85 **
Divron T T e oms
2003 (£ 6.0) (£ 0.003) 0.86 4.7 (£ 0.004) 0.88
69.2 0.021 - 46.4 0.031 -
2006 (£4.8) (+0.003) 0.89 (£3.3) (+0.004) 090
38.1 0.039 " 16.9 0.094 -
2003 (*2.7) (£0.005) 0.92 L1 (£0.011) 0.94
14.5 0.125 7.5 0.243
ok o
. 2004 (*1.3) (+0.02) 091 (*0.7) (+0.042) 0.94
Simazine 13.5 0.11 12.8 0.12
2005 ’ ’ 0.94%* ' ' 0.93 **
(£0.9) (£0.014) (*1.0) (£0.018)
153 0.101 o 19.3 0.081 o
2006 14 (£0.017) 0.90 *1.8) (£0.014) 0.90

Values between parentheses correspond to standard error. ** Highly significant.
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Figure 3 - Variation in soil moisture (% of dry soil) between natural and modified conditions from 0 to 15 cm of soil layer. A) 2003,
B) 2004, C) 2005 and D) 2006. Error bars correspond to standard deviation.

Table 3 - Soil residues at 90 and 340 days after diuron and simazine applications under natural rainfall and irrigated conditions. Values

correspond to herbicides recovery in the whole soil profile, expressed as percentage of the detected herbicide at the beginning of
each season after herbicide application

Herbicide application Condition Diuron Simazine
year 90 DAA 340 DAA 90 DAA 340 DAA
‘ 33.3 21.3 29.7 202
2003 Natural rainfall (+£7.46) (+4.92) (+7.14) (+8.57)
Irisated 26.7 183 2311 12.0
& (+8.08) (£5.23) (£6.95) (£3.63)
‘ 446 21.1 413 6.5
2004 Natural rainfall (+7.14) (+8.30) (+4.32) (+1.58)
Irisated 372 17.6 25.7 7.0
& (+9.80) (£1.57) (£10.0) (+0.52)
Natural rainfall 423 12.8 17.1 112
2005 (+14.9) (+3.74) (+7.21) (£1.67)
. 36.6 149 15.7
Irrigated (+7.36) (+0.76) (+4.49) 15.5 (£5.05)
. 56.6 9.8 16.9 33
2006 Natural rainfall (*11.11) (+2.08) (£11.94) (+1.54)
Irisated 445 133 3.7 9.3
& (£1.53) (£6.56) (£1.2) (£5.67)

Values in parentheses correspond to standard deviations.
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depth (Figure 4). This limited movement
could be explained considering that this
herbicide was applied for the first time in this
soil in August 2003, and it is possible that
diuron was leached below 30 cm deep through
soil pore water, but at a very low concentration,
which could not be detected (Guzzella et al.,
2006). On the other seasons, diuron moved
down up to 90 cm, regardless of the rainfall

Diuron (mg kg™')
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that occurred during the first 90 DAA
(2003-39 mm; 2004-78 mm; 2005-165 mm,;
2006-87 mm (Figure 2).

In contrast, simazine showed always a
deeper movement in soil (Figure 5) and, as
occurred for diuron, its downward movement
in soil was affected by the rainfall amount
occurred in the first 90 DAA.

2003-2004 Diuron (mg kg™")

0.0 0.1 0.2 03 0.4 05
2004-2005

0.0 0.1 02 03 04 05
2005-2006

0.0 0.1 02 03 04 05
2006-2007

0.2 0.3 0.4 0.5

L9
o
°
[ -

Figure 4 - Diuron soil concentration (mg kg) in the soil profile at 90 (Left) and 340 (Right) days after application, in both conditions
during seasons 2003-2004, 2004-2005, 2005-2006 and 2006-2007. Error bars correspond to the standard deviations.
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2003-2004 Diuron (mg kg™')
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Figure 5 - Simazine soil concentration (mg kg') in the soil profile at 90 (Left) and 340 (Right) days after application, in both
conditions during seasons 2003-2004, 2004-2005, 2005-2006 and 2006-2007. Error bars correspond to the standard deviations.

The main difference between diuron and
simazine, regardless of their downward
movement, was the amount of herbicide
distributed in the soil profile. In the three
seasons, and independent of the rainfall
conditions, more than 60% of simazine was
detected at 90 DAA below 15 cm. Only during
2003 and under natural rainfall, simazine
found below 15 cm soil depth represented only
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17%. However, more than 65% of simazine was
found in this soil layer at 340 DAA. Considering
that the residues found were similar in both
conditions at 340 DAA in the 2004 season
(Table 3 and 4), the change in simazine soil
distribution could be due to an increase in
herbicide mass mobilized below 15 cm deep as
aresponse to the 323 mm of rain that occurred
from November 2003 to August 2004.
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Ninety days after application, the amount
of diuron detected below 15 cm was 4.9%,
15.4%, 7.6% and 8.8% under natural rainfall
and 5.9%, 13.7%, 2.3% and 10.3% for irrigated
plots during the 2003-2004, 2004-2005, 2005-
2006 and 2006-2007 seasons, respectively;
therefore the effect of the amount of rainfall
during the first 90 DAA was not important.
However, 250 days later (340 DAA), diuron
distribution in the soil profile changed to
15.8%, 29.8%, 53.1% and 24.2% for the
irrigated plots, and 20.0%, 18.0%, 51.1% and
38.8%, for the plots that received the natural
rainfall, during 2003-2004, 2004-2005, 2005-
2006 and 2006-2007, respectively. The
increased amount of diuron detected below
15 cm soil depth could be explained because
rainfall after 90 DAA (Figure 1) could move
diuron to deeper soil layers (Figure 4).

The adsorption for diuron and simazine
decreased with soil depth, and the desorption
increased (Table 4). Diuron K, was greater in
the topsoil (0-15 cm) and was 60% less at 60-
90 cm deep ; however, desorption was around
120% greater at 60-90 cm of soil depth. In
contrast, simazine K, was only 41% at 60-
90 cm of soil depth,and the increase in
simazine desorption was also low at 33%.

Changes in the sorption-desorption
process down the soil profile could be related
to the decrease in organic carbon content in
the deeper soil layer, but this effect was
herbicide dependent. Thus, a stepwise
selection model for K, showed that organic
carbon content explained 81% (p < 0.0001) of
diuron sorption but only 61% (p = 0.0003) for
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simazine. On the other hand, soil carbon
content explained 76% of diuron desorption,
with 37.1% of desorption percentage increase
for each 1% unit of organic carbon decrease.
However, simazine desorption showed only
18.7% increase on desorption percentage for
each 1% unit of organic carbon reduction,
explaining 84% of the desorption process
(p < 0.0001). This indicates that soil organic
carbon content, in this soil, was less important
for simazine than for diuron sorption.

The dissipation of diuron increased over
the years, after repeated applications. This is
not evident if the DT, , values are compared
(Table 2), but it is clear if diuron residues
remaining at 340 DAA in every year are
compared (Table 3). This could be mainly due
to the combination of two factors. Firstly, this is
probably due to a higher degradation rate, by
adaptation of a microorganism population that
degraded the herbicide (“soil enrichment”).
This phenomenon has been reported for
phenylurea herbicides used repeatedly for 3 to
12 years (Walker & Welch, 1991; Rouchard
et al., 2000). Second, the increase in rainfall
during August to April of each season,
(Figure 2) was accompanied by the increase
in soil temperature from November each year
(over 19 °C, Figure 1). This would provide
adequate soil moisture and temperature in
the 0-15 cm soil layer for microbiological
degradation of diuron (Baer & Calvet, 1999).

Diuron soil residues at 90 DAA and at the
end of each season (Table 3) do not mean soil
accumulation (Sheets, 1964; Rouchard et al.,
2000). Moreover, the inconsistencies observed

Table 4 - Diuron and simazine sorption coefficients and herbicide desorption (%) after three desorption steps

Soil depth Diuron Simazine
(cm) Ky | K, Desorption Ky I K, Desorption
(mLg™" (%) (mLg™" (%)

0-15 6.75 528 29 1.40 109 54
(+0.37) (£28) (£2) (+0.16) (£13) (£2)

15230 3.76 596 54 091 145 71
(£0.12) (£19) (£0.6) (+0.02) (3) (+0.7)

30-60 2.04 409 73 0.66 133 73
(+0.03) (£6) (+0.5) (+0.01) (£1) (1)

60-90 2.29 737 66 0.89 286 72
(+0.07) (+21) (+1.8) (+0.01) (£3) (+0.2)

Values are means of four replicates * standard error. ¥V Koc= K /f. .
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between increases in DT,, values over the
years (Table 2) and the soil residues at 90 DAA
agreed with the earlier observations over one
year of simazine behaviour in soil (Alister
et al., 2005), which indicated that DT,
alone is not a good parameter to compare
the persistence of compounds under field
conditions.

In contrast to diuron, simazine was
not degraded more rapidly despite the
experimental area in the vineyard had
received simazine since 1998 at the same
rate (2 kg ha! a.i.). This maybe is due to a
particular characteristic of the simazine
molecule, which does not induce soil
conditioning or soil enrichment (Rouchaud
et al., 2000; Walker & Welch, 1991).

From simazine DT, values for the first year
of application in the case of natural rainfall
(Alister et al., 2005), considering the whole soil
profile (0-90 cm), this herbicide showed only a
slight difference for the DT, determined in
the 0-15 cm soil layer. However, in irrigated
plots DT,, values from the whole soil profile
(0-90 cm) and at 0-15 cm soil layer were
the same, indicating that the herbicide
degradation was not reduced with soil depth
(Diet al., 1998; Sparling et al., 1998; Karpouzas
et al.,, 2001). This is supported by the low K,
and high desorption percentage determined in
the soil profile (Table 4). This allowed a large
amount of simazine to be available for
microbiological degradation. Also, soil moisture
and temperature at 60 cm deep were the same
as in the 0-15 cm soil layer (data not shown)
and the OC content in the 30-60 soil depth
layer were over 0.5%, a value considered not
critical with respect to microbiological activity
(Tariq et al., 2006).

Diuron downward movement was limited
to 30 cm deep during the 2003 season.
However, it reached up to 90 cm deep in the
next two seasons (2004 and 2005). These
results do not agree with other research,
which showed that diuron was not leached
more than 50 cm in the soil (Majka & Lavy,
1977; Barreda et al., 1996; Futch & Singh,
1999; Tworkoski et al., 2000; Sharma & Singh,
2001; Guzzella et al., 2000).

As diuron and simazine leaching in soil
was not affected by rainfall conditions (natural

Planta Daninha, Vigosa-MG, v. 28, p. 1059-1071, 2010. Numero Especial

ALISTER, C. 8 KOGAN, M.

or irrigated). However, the rapid downward
movement, to 90 and 120 cm for diuron and
simazine respectively, during the first 90 DAA
could be a confirmation of the preferential flow
pathways as suspected in 2003 by Alister et al.
(2005). This can be corroborated if the amount
of water needed to displace herbicides in soil
profile is calculated according to the equation
for piston flow (Isensee et al., 1990):

[=D*, *R [4]

B p*Kd
R—1+[ HFF j [5]

where, / is the water amount needed to move
an herbicide to a certain soil depth (cm); D is
the distance traveled by the herbicide (cm); &,
is the water content at field capacity (cm® cm=);
R is the retention factor; p is the bulk density
(g mL?); and K, is the herbicide soil partition
coefficient (mL g!). Using the measured
parameters for diuron and simazine, soil
properties (Table 1) and soil water content
(Figure 3), 505.7 and 195.9 cm of rainfall would
be needed during the first 90 DAA to mobilize
diuron and simazine to 90 and 120 cm deep,
respectively. Apart from the preferential flow,
the low sorption energy of these herbicides (low
K, and high desorption percentage) (Table 4)
(Jury et al., 1987; ARS, 2001; Oliveira et al.,
2001) would result in non-equilibrium sorption
(Pignatello & Huang, 1991; Kookana et al.,
1992), which could also explain the depth
reached and mass amount of diuron and
simazine moved in the soil under field condition
on four years of the study.

Organic carbon content was very important
for diuron sorption in determining the soil
partitioning process, and this is in concordance
with previous reports (Bollag & Meyers, 1992;
Bollag et al., 1992; Senesi, 1992). Even though,
for simazine OC content was not the only factor
responsible for soil sorption-desorption process,
contrary to what has been previously reported
(Sullivan & Felbeck, 1968; Senesi & Testini,
1980; Gevao et al., 2000). In this specific soil,
other mechanisms such as reaction with clay
surfaces could have occurred (Sukop & Cogger,
1992; Inoue et al., 2004), and probably there
would be a negative effect of organic substances
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on simazine sorption, which could act as a
barrier, avoiding the ability of clay, mainly
caolinite in this case, to adsorb simazine
(Zsolnay et al., 2002).

In general, we can expect a direct
relationship between rainfall and the
dissipation rate during the first 90 DAA, but
the overall year dissipation process should not
be affected by rainfall because similar soil
residues occur at the end of each season
(350 DDA). This could be explained by the deep
movement of the herbicide in the soil during
that time, which enhances the dissipation at
this soil layer, more over the soil degradation.
Thus the use of DT, as the only indicator of
herbicide persistence in soil is not totally
adequate. However, diuron showed a “soil
conditioning” effect after four years of repeated
applications, whereas simazine did not.

The soil depth reached by diuron (90 cm)
and simazine (120 cm), and the mass leached
below 15 cm was not affected by the rainfall
during the seasons and the additional rainfall
applied during the first 90 DAA. The downward
movement of both herbicides in this soil was a
result of preferential flow, low K, values and
high desorption percentage.
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