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Abstract: The unintended loss of glyphosate and P from cropland may pose an environmental risk to
downstream water quality and marine ecosystems. Glyphosate and P compete for exchange sites,
and since glyphosate is an organophosphate, it reacts similarly to phosphates in soil. The competition
for exchange sites between glyphosate and P could lead to an increased risk of loss due to leaching,
leading to water quality degradation and harm to aquatic wildlife. The focus of this study was to
(i) determine the sorption tendencies of P and orthophosphate in Florida Entisols and (ii) determine
the sorption tendencies of glyphosate in Florida Entisols. Adsorption and desorption experiments
were performed for both P and glyphosate. The data from the sorption experiments were fitted to
linear, Freundlich, and Langmuir models. Orthophosphate-P (ortho-P) was best represented by the
linear isotherm. Glyphosate adsorption was best represented by the linear isotherm, and desorption
was best represented by both the linear and Freundlich models. Phosphorus and glyphosate sorption
and desorption increased with soil depth, likely due to the higher concentrations of Fe and Al with
greater depth. These results could improve P and glyphosate application rates when applied in
tandem to citrus trees, increasing overall tree health and improving soil quality.
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1. Introduction

Phosphorus (P) losses resulting from increasing population and agricultural intensi-
fication have become an increasing environmental concern with regard to water quality
and aquatic ecosystems [1,2]. Total nitrogen (N) and P have contributed to the exces-
sive growth of algae, which adversely alters elements of aquatic ecosystems, leading to
eutrophication [34].

While both runoff and leaching contribute to P losses, the bulk of P losses results from
runoff [5,6]. Soil characteristics such as soil texture and mineralogy can impact P losses,
primarily by indirectly impacting soil’s capacity to retain P through adsorption.

Recently, Florida has faced water quality issues due to eutrophication and harmful
algal blooms (HABs). HABs can result from excessive nutrient loading and subsequent
eutrophication, leading to human health and environmental concerns [7]. Florida has
several species of harmful toxic algae, such as Karenia Brevis, and detection of algal toxins,
including brevetoxin, saxitoxin, and domoic acid, has been found throughout Florida water
bodies [7]. Recently, Florida has been experiencing issues with Red Tide, a HAB caused
by Karenia Brevis. Karenia Brevis is the source of brevetoxin, a neurotoxin known to have
neurological effects on mammals, fish, and birds [8-10]. Furthermore, Karenia Brevis causes
neurotoxic shellfish poisoning (NSP), a human illness caused by consuming shellfish with
brevetoxins [11]. Human exposure to harmful algae has been linked to significant health
effects. Studies have shown that humans may experience adverse effects from brevetoxins
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through inhalation and dermal exposure. Onshore winds allow brevetoxins to enter the
air, leading to inhalation during recreational activities [12,13]. Backer et al. [13] found that
inhalation of brevetoxins leads to upper and lower respiratory symptoms, and participants
experienced more frequent and stronger symptoms in areas with higher concentrations
of brevetoxins.

Glyphosate, a broad-spectrum herbicide, is one of the most commonly used herbicides
globally and is the most commonly used herbicide in Florida citrus production. Over
1.6 billion kilograms of glyphosate have been applied since 1974, with two thirds of that
mass being applied in the last decade [14]. Like P, losses of glyphosate may occur through
leaching and runoff [15], and, as a result of this increased use of glyphosate, as well as
an evolving understanding of potential human health effects resulting from exposure to
glyphosate, glyphosate losses are becoming an increasing concern with regard to water
quality. Glyphosate can induce toxicity through the formation of reactive oxygen species,
which then damage proteins and lipids [16]. The chronic exposure of Florida manatees to
glyphosate suggests adverse impacts on their immune and renal systems [17]. Furthermore,
glyphosate has been associated with oxidative stress and disruption of fish metabolisms
due to direct or indirect exposure of fish to glyphosate [18,19].

Glyphosate is an organophosphate, and, as a result, there are similarities in reactivity
between phosphate and glyphosate. Phosphate is adsorbed through ligand exchange, and
glyphosate is also adsorbed through ligand exchange via phosphonic acid moiety [20].
Because glyphosate and phosphates have similar mechanisms for adsorption, studies have
predicted that these two compounds may compete for adsorption sites, leading to losses
due to increased mobility [21,22]. Gimsing and Boggard [21,23] found high adsorption
and competitive relationships between glyphosate and phosphate in pure oxides and clay
silicates. The competition between glyphosate and phosphate has been observed in various
soil types, including soils with explicitly higher Al and Fe oxides. However, additive
adsorption effects have only been observed for soils that mainly have 2:1 silicates [24], and
the interactions between glyphosate and P in more coarse-textured, more highly weathered
soils are not well understood.

Isotherms are used to assess the adsorption (or binding) and desorption processes of a
specified chemical in soils. An isotherm displays the quantity of the chemical adsorbed once
equilibrium has been reached over a range of concentrations [25]. There are three different
models of isotherms used to depict the adsorption of compounds in soil. An isotherm model
is linear when the concentration of the chemical adsorbed onto the solid phase increases in
direct proportion to the concentration in the solution phase [25]. In a linear isotherm, soil acts
as a sink, so the rate of change in concentration is dependent only on the liquid concentration
of the chemical; therefore, theoretically, the adsorption is limitless [26]. A Langmuir isotherm
is derived initially from mass kinetics that assumes chemisorption [27]. There are three
assumptions to Langmuir isotherms: there is a finite number of sites where adsorption can
occur, there is monolayer adsorption, and there is no lateral interaction or steric hindrance of
the adsorbed chemicals [28]. A Langmuir isotherm allows the estimation of the maximum
adsorption capacity for a chemical in a specific soil [25]. The Freundlich model is another
isotherm similar to the Langmuir model in that they both follow an L-shaped curve. The
Freundlich model shows that adsorption affinity logarithmically decreases as the covered
surface increases [25]. The Freundlich isotherm model assumes there are heterogeneous
adsorptive energies on the soil surface [27]. This model can predict adsorption that is non-
ideal and reversible [28]. The limitation of this model is that, unlike the Langmuir model, the
Freundlich model cannot predict maximum adsorption.

Thus, this research sought to (i) determine the sorption tendencies of P and Ortho-P
in Florida Entisols and (ii) determine the sorption tendencies of glyphosate in Florida
Entisols. It was hypothesized that if there were an interaction between P and glyphosate
adsorption, then there would be antagonistic and competitive effects after applying varying
rates of P and glyphosate on Florida sandy soils due to the competition for adsorption sites
between the two. Also, it was further hypothesized that when glyphosate herbicide was



Agrochemicals 2023, 2

505

introduced to Florida sandy Entisols with a relatively low adsorption capacity, glyphosate
adsorption would follow a Freundlich isotherm model. The third and final hypothesis was
that when P amendments were introduced to Florida sandy Entisols with a relatively low
adsorption capacity, P adsorption would follow a Freundlich isotherm model, indicating
the soil’s adsorption affinity for P would decrease logarithmically as the covered soil surface
increased [25].

2. Materials and Methods
2.1. Site Description

Three sites were chosen randomly to obtain samples from the Citrus Research and
Education Center. There were three depths taken for each sample: 0-15 cm, 15-30 cm, and
3045 cm. Soil samples were collected from the Citrus Research and Education Center in
Lake Alfred, FL (28.09° N, 81.75° W). The samples from each site were combined and mixed
based on their corresponding depths. Soil classification was based on the classification
of Candler fine sand as hyperthermic, coated Lamellic Quartzipsamments formed from
eolian, or sandy marine deposits as the parent material [29]. The soil samples were then
sieved using a 2 mm sieve and dried at 100 °C for 24 h [30].

2.2. Phosphorus Adsorption and Desorption

Adsorption behavior was assessed for the soil samples obtained from the three dif-
ferent depths using seven different treatments: 0 mg/L, 10 mg/L, 25 mg/L, 50 mg/L,
100 mg/L, 200 mg/L, and 500 mg/L of phosphate, with four replicates for each treatment.
Each treatment was created by diluting 1000 mg/L of P standard using 0.1 M of potassium
chloride (KCI). For each sample, 20 mL of the treatment solution were added to 5 g of soil.
The samples were subsequently shaken continuously for 24 h. The tubes were centrifuged
at 4000 revolutions per min (rpm) for 30 min. Once filtered, the samples were split and
sent to the Soil and Water Chemistry Laboratory at the University of Florida Sciences
to analyze the samples for both ortho-P and the University of Florida Institute of Food
and Agricultural Sciences Analytical Services Laboratory (UF/IFAS ARL) for total P con-
centrations using Inductively Coupled Plasma Atomic Emission Spectroscopy (ICP-AES,
Spectro Arcos [2] (Spectro Analytical Instruments, Mahwah, NJ). The ortho-P samples were
determined with the US EPA Method 365.3 using an Evolution 300 spectrophotometer
(Thermo Fisher Scientific, Waltham, MA, USA). The standards were analyzed to determine
the original concentrations of the samples, which were used in the final calculations. For
quality /control analysis purposes, blanks were included in the sample set to ensure proper
measurement of the unknown samples.

Desorption behavior was determined using the same conditions as the adsorption
study. The supernatant from the adsorption study was removed, and an equal amount of
0.1 moles/L of KCl solution was added into Teflon tubes. Soil aggregates were dispersed
through vibration. The contents in the tubes were horizontally shaken for 24 h at 200 rpm.
Following re-equilibration, the tubes were centrifuged at 4000 rpm for 30 min. Once filtered,
the samples were sent to the Soil and Water Chemistry Laboratory at the University of
Florida to be analyzed for both orthophosphate-P and total P concentrations.

2.3. Glyphosate Adsorption and Desorption

As with P, glyphosate adsorption behavior was determined in the soil samples from
three different depths and using the same five treatments (0 mg/L, 10 mg/L, 50 mg/L,
100 mg/L, and 500 mg/L) with four replicates for each treatment. A preliminary study was
performed to determine the optimum soil: the solution ratio for the study was 1:4. About
7.5 g of soil was weighed out and equilibrated with 30 mL of analytical-grade glyphosate.
Analytical-grade glyphosate was diluted with 0.1 moles/L of KCl to generate treatment
solutions. Then, these solutions were horizontally shaken (200 rpm) for 24 h and centrifuged
in a 40 mL Teflon centrifuge tube at 4000 rpm for 30 min to separate the solution from the
solids. The samples were analyzed using high-performance liquid chromatography (HPLC,
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PerkinElmer, Akron, OH, USA) at Sanders Laboratories Inc. An aliquot of a filtered water
sample was injected into the HPLC analytical column. Separation was achieved using
gradient elution, and after elution from the column, the analyte was oxidized, and the
product was then coupled with o-phthalaldehyde-2-mercaptoethanol complex to obtain
the derivative, fluorophore (post-column derivatization). The concentration of glyphosate
eluted from the HPLC column was then measured by detecting the fluorescence of the
derivative using a fluorometer. Glyphosate analysis using the samples was performed
as outlined in the EPA method 547 [31]. A high-pressure liquid chromatography (HPLC)
system (PerkinElmer, Akron, OH, USA) equipped with a silica-based anion-exchange
column (5 um particle size, 250 mm long X 4.6 mm internal diameter) was utilized to
separate glyphosate from the samples. The column temperature was 38 °C. The mobile
phase consisted of 5 mM monobasic potassium phosphate (pH 1.9 with phosphoric acid;
Solvent A) and methanol (Solvent B), with a 0.5 mL/min flow rate. Separation was achieved
using an icocratic elution of 96% A and 4% B. After elution from the column, the analyte was
oxidized, and the product was then coupled with o-phthalaldehyde-2-mercaptoethanol
complex to obtain the derivative, fluorophore (post-column derivatization, [31]). The
concentration of glyphosate eluted from the HPLC column was then measured by detecting
the fluorescence of the derivative using a fluorescence detector (Perkin Elmer LC series 200,
excitation at 338 nm, detection of emission at 465 nm).

The desorption study was performed using the same conditions as the adsorption
study. The supernatant from the adsorption study was removed, and an equal amount of
0.1 moles/L of KCI solution was added into Teflon tubes. The contents in the tubes were
horizontally shaken for 24 h at 200 rpm. The tubes were centrifuged at 4000 rpm for 30 min.
For quality assurance/quality control (QA/QC) purposes, three blanks were included in
the sample set to ensure proper measurement of the unknown samples. The supernatant
was analyzed using HPLC for glyphosate concentration, as described above.

2.4. Adsorption and Desorption Analysis

The methodology for determining the adsorption isotherms was according to the
Adsorption/Desorption Batch Equilibrium in the United States Environmental Protection
Agency (EPA) guidelines, ‘Fate, Transport and Transformation Test Guidelines’ [32]. The
data were used to develop linear, Langmuir, and Freundlich isotherms. The linear equation
is as follows:

q=Kg x Ce @

where q (mg/kg) is the amount of chemical adsorbed, Ce (mg/L) is the final equilibrium
concentration, and Kg (L/kg) is the slope of the isotherm.
The Langmuir linear equation is as follows:

Ce 1 Ce
= _ 2
4 @) &) o) @

where K; (L/kg) is a constant and a measure of the intensity of the adsorption isotherm,
dmax (mg/kg) is the maximum adsorption capacity for the soil, C. (mg/L) is the final
equilibrium concentration, and q is the amount of chemical adsorbed (mg/kg).

The Freundlich linear equation used in this experiment is as follows:

log q = logK¢ + nlogCe 3)

where q (mg/kg) is the amount of chemical adsorbed, K is the Freundlich adsorption coef-
ficient (mgl_N kg_1 LN), nis an empirical constant, and Ce (mg/L) is the final equilibrium
concentration. By comparing the R? values, the isotherm that best suits the adsorption of P
in the soil was chosen.

The analysis for the phosphorus and glyphosate adsorption experiments to determine
significant differences among K4 was completed using Tukey’s Honest Significant Test
at p = 0.05. Sorption coefficient (Ky) values were determined for both adsorption and
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desorption by creating isotherms using depth and replicates as factors. The replicate K4
values were averaged across depth, and the standard deviation, confidence intervals, and
upper and lower bounds were determined. Statistical significance was determined through
a comparison of confidence intervals at p = 0.05.

3. Results and Discussion
3.1. Ortho-Phosphorus Sorption Studies

The linear model was found to have the best fit for ortho-P adsorption across all
three depths for the concentration range tested (0-500 mg/L), with R? values ranging
from 0.67 to 0.89 (Figure 1 and Table 1). Because the linear isotherm depicted ortho-P
adsorption, no reliable adsorption maxima were observed over the range of concentrations
tested. The K ranges fell between 0.31 and 0.52 kg /L (Table 1). The higher the distribution
coefficient (Ky), the stronger the adsorption affinity for the adsorbent, ortho-P, in the
Entisols. The ranges of the distribution coefficient were consistent with those reported
in previous studies [30,33]. Although the Ky values were within the range of previously
reported values, they were slightly lower than the values for Candler fine sand reported
in a previous study, indicating that there was a lower affinity for ortho-P adsorption and,
thus, less ortho-P being adsorbed. The adsorption mechanism for ortho-P occurs via
monodentate-mononuclear or bidentate-binuclear ligand exchange that displaces water
molecule(s) through inner-sphere complexation [34]. The nature of ortho-P adsorption is
likely through inner-sphere complexation where P fixes to Al and Fe with the possible
formation of Al-P and Fe-P mineral complexes. This is likely due to the low soil pH (<6.0)
and the presence of Fe- and Al-coated sands (Table 2). The K values significantly increased
with depth (p < 0.05; Table 1). The K4 value at a depth of 30-45 cm was over 1.5 times higher
than the K4 value at a depth of 0-15 cm. The adsorption affinity for ortho-P increased as a
function of depth was likely a result of increases in soil Al and Fe contents in the deeper
soil samples (Table 2). The higher concentrations of Al and Fe contents at 30-45 cm depth
resulted in further P fixation and higher retention compared to 0-15 cm.

300
=]
@ Depth 0-15 cm
250 =]

S5 A Depth 15-30 cm
%‘» @ Depth 30-45 cm A
= 200
©
D
2 150 - ®
UO) " -~ ‘
D_6 a
2 100
o
L
@]

50

0
0 100 200 300 400 500 600
Equilibrium Concentration (mg/L)

Figure 1. Linear adsorption isotherm for ortho-P across three depths. Dashed, dotted, or solid lines
depict 1:1 linear equations at 0-15, 15-30 and 3045 cm depths, respectively, between sorbed and
equilibrium concentrations of Ortho-P.
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Table 1. Linear adsorption and desorption equations and significance.
. Linear 2 Standard Confidence - - Statistical

Sorption Depth (cm) Equations R Average K4 Deviation Interval Lower Limit  Upper Limit Significance *
0-15 Y =0.316x 0.78 0.318 0.07 0.034 0.284 0.352 A

Adsorption 15-30 Y = 0.335x 0.67 0.384 0.139 0.067 0.317 0.451 A
30-45 Y =0.516x 0.89 0.518 0.084 0.039 0.480 0.558 B
0-15 Y =60.87x 0.98 60.885 4.948 2.042 58.843 62.928 A

Desorption 15-30 Y = 51.45x 0.92 54.491 9.832 4.058 50.432 58.549 A
30-45 Y =74.25x 0.99 74.321 5.083 2.098 72.223 76.419 B

2 Statistical significance was determined using Tukey’s Honest Significant Test at p = 0.05. Means are separated
using Tukey’s honest significant test at p = 0.05 using uppercase letters within a column.

Table 2. Soil properties of Candler fine sand.

. Organic Matter Aluminum
Soil Depth (cm) © /O;ga pHP Iron (mg/kg) € (mg/kg)
0-15 0.28 5.97 21.79 49.88
15-30 0.18 5.84 33.04 76.45
30-45 0.11 5.60 36.08 86.09

2 Loss-on-ignition method was used to determine organic matter (%). ® pH was determined at 1:2 M/V ratio.
¢ Aluminum and iron contents were determined using Mehlich III method [35]).

The linear isotherm also described ortho-P desorption well over the tested concentra-
tion range (R? = 0.92-0.99) (Figure 2). Both adsorption data sets follow the linear isotherm,
showing that the desorption and adsorption phenomena are consistent. Since ortho-P des-
orption followed the linear isotherm model, there were no reliable desorption maxima over
the range of concentrations tested. For the desorption models, a larger K4 was observed
and was indicative of higher adsorption of ortho-P. The range of Ky values was between
51.45 and 74.25 kg/L (Table 1). Because ortho-P adsorbs through chemisorption, retained P
is not readily desorbed; however, monodentate-mononuclear ortho-P is more reversible
than bidentate-binuclear ortho-P [34,36]. Similar to adsorption, desorption Ky significantly
increased with depth (p < 0.05). At depths of 0-15 and 15-30 cm, the Ky values were
significantly less than at a depth of 3045 cm (Table 1). The Ky value t 30-45 cm depth was
between 1 and 2 times higher than the values at the two lower depths. The higher retention
of ortho-P at the lowest depth was consistent with that of the results of the adsorption
study. The stronger retention of ortho-P at the lowest depth of 30-45 cm was due to the
larger amount of Al and Fe within the lowest depth, leading to a higher concentration of
ortho-P being adsorbed strongly to the surface that was resisting to desorption (Table 2).
Ortho-P retention likely increases at lower depths because more coated sands are located
deeper in the profile where lamellae occur based upon the USDA taxonomy of Candler
fine sand [29]. Although no adsorption maxima were observed, as the concentration of P
increased, the supernatant concentration increased, so more P was desorbed. These results
were consistent with the previous theory that the concentration of applied P was directly
proportional to desorption, and leaching or erosion was likely to occur [37].
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Figure 2. Linear desorption isotherm for ortho-P across three depths. Dashed, dotted, or solid lines
depict 1:1 linear equations at 0-15, 15-30 and 3045 cm depths, respectively, between sorbed and
equilibrium concentrations of Ortho-P.

3.2. Total Phosphorus Sorption Studies

The Langmuir and linear isotherms were found to best represent total P adsorption
(Figures 3 and 4). The shallowest depth, 0-15 cm, fitted the linear model best, with an
R? value of 0.64 (Table 3). Because the depth of 0-15 cm followed the linear isotherm,
no reliable adsorption maxima were established for total P adsorption. The Ky at the
depth of 0-15 cm was 0.58 kg/L (Table 3). The linear distribution coefficient for total
P was slightly higher than the distribution coefficient for ortho-P, suggesting a slightly
stronger adsorption affinity for total P than for ortho-P. The adsorption affinity was likely
higher because total P contains all sources of P, thereby allowing for more adsorption.
Although the organic matter content was low (<0.5%), there was likely some contribution to
P retention in the uppermost layer (Table 2). There were no significant differences between
the linear distribution coefficient across depth (Table 3).
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Figure 3. Linear adsorption isotherm for total P across three depths. Dashed, dotted, or solid lines
depict 1:1 linear equations at 0-15, 15-30 and 3045 cm depths, respectively, between sorbed and
equilibrium concentrations of Ortho-P.
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Figure 4. Langmuir adsorption isotherm for total P across three depths. Dashed, dotted, or solid
lines depict 1:1 linear equations at 0-15, 15-30 and 30—45 cm depths, respectively, between sorbed
and equilibrium concentrations of Ortho-P.
Table 3. Total P linear adsorption and desorption equations and significance.
. Linear 2 Standard Confidence - - Statistical
Sorption Depth (cm) Equations R Average K4 Deviation Interval Lower Limit  Upper Limit Significance *
0-15 Y =0.579x 0.64 0.732 0.409 0.197 0.535 0.929 a
Adsorption  15-30 Y = 0.565x 0.69 0.741 0.457 0.208 0.533 0.949 a
30-45 Y =0.931x 0.75 0.948 0.241 0.113 0.835 1.061 a
0-15 Y = 52.653x 0.96 52.24 431 1.71 50.53 53.94 a
Desorption 15-30 Y =51.076x 0.93 53.83 9.48 4.20 49.63 58.03 a
30-45 Y = 59.955x 0.99 60.34 4.76 2.06 58.28 62.39 b

2 Statistical significance was determined using Tukey’s Honest Significant Test at p = 0.05. Means are separated
using Tukey’s honest significant test at p = 0.05 using lowercase letters within a column.

The Langmuir isotherm was found to best depict adsorption at the lower depths of
15-30 cm and 3045 cm, with R? values ranging from 0.71 to 0.92, respectively (Table 4).
At depths of 15-30 and 30-45 cm, the adsorption maxima were 71.42 and 140.85 mg/kg,
which were slightly greater than the average maxima reported by Zhang et al. [38] (Table 4).
The adsorption maxima at the lowest depth were roughly two times greater than those at
the 15-30 cm depth. The adsorption maxima at 30-45 cm were higher than the adsorption
maxima reported in a previous study on Candler uncoated fine sand [39], demonstrating a
higher presence of Al and Fe coatings at the lowest depth within the profile of our study
(Table 2). Fewer adsorption sites could partially explain the low adsorption maxima at
15-30 cm due to the higher presence of uncoated sands and the low fraction of colloids
containing organic matter. When approaching total P’s adsorption capacity, any additional
P will cause larger quantities of P in the soil solution [40], leading to higher quantities of
P losses. Understanding the nature of the sorption capacity and degree of P saturation
could aid in the predictions of P desorption into soil solutions [40]. There is a significant
difference between the adsorption capacities shown on the Langmuir isotherms at the
15-30 and 3045 cm depths (Table 4). The higher concentrations of Fe and Al correspond
with a higher P adsorption capacity. Because of the high concentrations of Fe and Al, P is
strongly adsorbed to Al and Fe hydroxides, leading to a low diffusion rate [41]. Various
studies have shown the direct correlation between P adsorption and Fe concentration
content [42]. In addition, P has also been shown to be correlated between P adsorption and
Al content [43,44].
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Table 4. Total P Langmuir adsorption equations, coefficients, and significance.

Sorption Avera.ge X Statistical
Sorption Depth (cm) . R? K; Capacity Sorp.tlon Stan.da.r d Confidence Lf)w.er U.pp.er Significance
Equations (mg/kg) Maxima Deviation Interval Limit Limit a
(mg/kg)
0-15 Y =0.023x 0.48 1.46 4.94 117.18 73.29 35.33 81.85 152.51 ab
Adsorption  15-30 Y =0.014x 0.71 0.24 71.42 88.92 54.35 24.74 64.18 113.66 a
30-45 Y = 0.007x 0.92 0.07 140.85 148.73 36.42 17.04 131.69 165.77 b

2 Statistical significance was determined using Tukey’s Honest Significant Test at p = 0.05. Means are separated
using Tukey’s honest significant test at p = 0.05 using lowercase letters within a column.

The linear isotherms represent total P desorption across all three depths (R? > 0.93)
(Figure 5). The total P desorption mechanism corresponds with the ortho-P desorption
linear trend. No adsorption maxima were observed over the range of concentrations tested
since the desorption data for total P followed the linear model. The K4 values at the depths
0-15, 15-30, and 3045 cm were 52.65, 51.08, and 59.96 kg /L, respectively (Table 3). Higher
K4 values indicate higher retention of P in the soil. These values were within the similar
range of K4 values for ortho-P desorption, which indicates comparable retention of total
P. Using KCl as the electrolyte for desorption studies results in mostly exchangeable P
being desorbed from adsorption sites [44], possibly accounting for the similarities between
ortho-P and total P desorption. The distribution coefficients were significantly different
(p < 0.05), further demonstrating the higher P retention capacities at a lower depth in the
profile due to the higher levels of Al and Fe (Table 3).
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Figure 5. Linear desorption isotherm for total P across three depths. Dashed, dotted, or solid lines
depict 1:1 linear equations at 0-15, 15-30 and 30-45 cm depths, respectively, between sorbed and
equilibrium concentrations of Ortho-P.

3.3. Glyphosate Adsorption Studies

Glyphosate adsorption followed the linear isotherm across all three depths (R? > 0.83)
(Figure 6 and Table 5). A linear isotherm indicates constant partitioning, meaning the
glyphosate linear isotherm slope, Ky, is constant regardless of the surface coverage until
a theoretical maximum adsorption capacity is reached [34]. However, for this trial, no
maximum adsorption capacity was observed for the concentrations tested. Glyphosate is
a polyprotic acid and, therefore, forms anions within the pH range tested (pH < 6.5) [45]
(Table 2). Previous studies have shown that glyphosate adsorption is inversely related to
pH; thus, as pH becomes more acidic, there is an increase in glyphosate adsorption [24].
The Ky values at depths of 0-15, 15-30, and 30-45 cm were 2.01, 1.68, and 3.47 kg/L,
respectively (Table 5). The linear K4 values were within a similar range to those of the phos-
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phorus adsorption studies. Munira et al. [46] found that the Ky values between phosphate
and glyphosate were positively correlated, suggesting similar adsorption mechanisms
within the soil. Although the glyphosate data had a stronger correlation with the linear
isotherms, the K¢ coefficients from the Freundlich isotherms (K; = 59.97-75.59) were in
the range of previous studies [47]. Notably, the K4 values were significantly different
across depths (p < 0.05) (Table 5). This relationship was similar to ortho-P adsorption. The
K4 value was highest with the lowest depth because of the increased Al and Fe contents
(Table 2). Glyphosate strongly adsorbs Fe and Al oxides. The phosphonic acid group
on glyphosate acts similarly to inorganic phosphate [48]. Glyphosate adsorbs Fe and Al
hydroxides by forming an inner-sphere complex and replacing the hydroxyl group [48].
The linear isotherms best represent both glyphosate and ortho-P adsorption, and their
respective Ky values show significant differences across depth, which supports the theory
that phosphorus and glyphosate adsorption mechanisms are similar.
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Figure 6. Glyphosate linear adsorption isotherm across three depths. Dashed, dotted, or solid lines
depict 1:1 linear equations at 0-15, 15-30 and 3045 cm depths, respectively, between sorbed and
equilibrium concentrations of Glyphosate.

Table 5. Glyphosate linear adsorption and desorption equations and significance.

Linear

Standard

Confidence

Statistical

. 2 . .
Sorption Depth (cm) Equations R Average Kq4 Deviation Interval Lower Limit ~ Upper Limit Significance 2
0-15 Y =2.010x 0.85 2.137 0.734 0.343 1.793 2.480 a
Adsorption 15-30 Y =1.676x 0.90 1.212 0.714 0.412 0.800 1.625 b
30-45 Y =3.472x 0.83 4971 2.520 1.343 3.629 6.314 c
0-15 Y =15.308x 0.97 14.202 5.495 3.173 11.030 17.375 a
Desorption 15-30 Y = 50.685x 0.60 47.052 36.920 17.795 29.257 64.846 b
30-45 Y =51.153x 0.93 43.527 16.373 7.663 35.864 51.190 b

2 Statistical significance was determined using Tukey’s Honest Significant Test at p = 0.05. Means are separated
using Tukey’s honest significant test at p = 0.05 using lowercase letters within a column.

The linear and Freundlich isotherms were found to best depict glyphosate desorption
tendencies (Figures 7 and 8). Both the linear and Freundlich isotherms fit the depth of
0-15 cm, with an R? value equal to 0.97 (Tables 5 and 6). The 15-30 cm depth was best
depicted by the Freundlich isotherm (R2 = 0.87), and the lowest depth, 3045 cm, was best
depicted by the linear isotherm (R? = 0.93) (Tables 5 and 6). The K; values at the depths
of 0-15 cm and 0-30 cm were 6.75 and 1.42 kg /L, respectively (Table 6). Previous studies
have shown that the Freundlich isotherm best represents glyphosate desorption; however,
the K¢ values are much higher than those presented in this study [46]. The K values
may differ from previous research since Candler fine sand has lower clay and organic
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matter than previously tested soil (Table 6). Glyphosate has also been found to adsorb to
broken edges of kaolinite, which would not play a major role in Candler fine sand since
the clay content is less than 3% [49,50]. The Freundlich coefficient Ky was significantly
higher at the lowest depth 3045 cm, further supporting the higher retention of glyphosate
at lower depths due to higher Al and Fe contents (Table 2). The linear Kq values at 0-15
and 30-45 cm were 16.31 and 51.53 kg/L, respectively (Table 5). The linear K4 value at
3045 cm was significantly higher than the K4 value at 0-15 cm (Table 5). The diffusion
coefficient increased with depth for the linear isotherm, showing a stronger adsorption
affinity with increasing depth. As stated previously, for glyphosate adsorption, the stronger
affinity was likely due to the increasing amounts of Fe and Al at lower depths. The greater
the retention of glyphosate, the less likely glyphosate would be lost due to leaching and
erosion. Recently, glyphosate and its derivative AMPA were found to have high leaching
susceptibility and could potentially contaminate groundwater [51,52].
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Figure 7. Glyphosate linear desorption isotherm across three depths. Dashed, dotted, or solid lines
depict 1:1 linear equations at 0-15, 15-30 and 3045 cm depths, respectively, between sorbed and
equilibrium concentrations of Glyphosate.
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Figure 8. Glyphosate Freundlich desorption isotherm across three depths. Dashed, dotted, or solid
lines depict 1:1 linear equations at 0-15, 15-30 and 30-45 cm depths, respectively, between sorbed
and Log C¢ of Glyphosate.
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Table 6. Glyphosate Freundlich desorption equations, coefficients, and significance.

Sorption

Depth
(cm)

Average Standard Confidence Lower Upper Statistical

. . 2
Linear Equations R K¢ n K¢ Deviation Interval Limit Limit Significance ?

0-15 Y =1.197x + 0.829 0.97 6.75 0.83 0.794 0.134 0.081 0.713 0.875 a

Desorption  15-30 Y =2.093x + 0.152 0.87 1.42 0.48 0.186 0.530 0.293 —0.108 0.479 b

30-45 Y =0.830x + 1.699 0.71 50.01 121 1.415 0.219 0.109 1.306 1.524 c

2 Statistical significance was determined using Tukey’s Honest Significant Test at p = 0.05. Means are separated
using Tukey’s honest significant test at p = 0.05 using lowercase letters within a column.

4. Conclusions

Over the concentrations tested, the linear model best represents ortho-P adsorption
and desorption. Adsorption of ortho-P likely occurs through the formation of inner-sphere
complexes on Fe and Al oxides by replacing water molecules on the mineral surface since
the soil tested contained Al and Fe coatings. Adsorption affinity was found to increase
with depth significantly, and Fe and Al content were also found to increase with depth,
supporting that there are more coatings at a lower depth within the profile that fix P. Total
P adsorption is best represented by linear and Langmuir isotherms, while its desorption
follows only linear isotherms. Across 0-30 and 30-45 cm depths, the adsorption maxima
significantly increased with depth, showing a higher adsorption capacity at a lower depth
in the profile due to a higher amount of adsorption sites. Glyphosate adsorption was
best modeled by linear isotherms, and desorption was best represented by both linear
and Freundlich isotherms. Similar to ortho-P, there were significant differences in the K
parameters across depth. Glyphosate has similar adsorption mechanisms to ortho-P, so
glyphosate adsorbs to Fe and Al oxides, which is supported by the increases in adsorption
affinity with depth.
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