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ALUMINUM HYDROXY-INTERLAYERED MINERALS AND
CHEMICAL PROPERTIES OF A SUBTROPICAL BRAZILIAN
OXISOL UNDER NO-TILLAGE AND CONVENTIONAL
TILLAGE®

Alberto Vasconcellos Inda(z), José Torrent(3), Vidal Barrén® & Cimélio Bayer(2)

ABSTRACT

No tillage systems significantly influence the soil system, but knowledge about
the effects on the mineralogy of tropical and subtropical soils is limited. This
study evaluated the long-term effects (26 years) of no-tillage (NT) on aluminum
hydroxy-interlayered minerals of a subtropical Oxisol in Southern Brazil
(Guarapuava, PR), compared to the same soil under conventional tillage (CT). The
clay fraction (< 2 ym) in soil samples of the surface horizons of a field experiment
under both management systems was analyzed by X-ray diffraction (XRD) to
identify and characterize Al hydroxy-interlayered minerals before and after
treatment with sodium citrate to remove intra-layer material. Soil liquid (solution)
and solid phases were also characterized. The contents of total organic C,
exchangeable cations, P, and the values of extractable acidity and cation exchange
capacity as well as electrical conductivity and levels of dissolved organic C, basic
cations, aluminum, Si, and sulfur in the soil solution were higher in the NT soil.
Under both soil management systems, more than 90 % of the total soluble Al was
complexed with organic compounds, with similar Al activity. No significant
changes were detected by 2:1 clay mineral XRD analyses in terms of extension or
intercalation of Al-hydroxy-polymers in the no-tilled in comparison to the
conventionally tilled soil. In both soil management systems, Al and Si activities in
the soil solution indicated thermodynamic stability of 2:1 clay minerals with
partially occupied by hydroxy-Al, suggesting deceleration in the intercalation
process and a tendency of transforming clay minerals from extensive into partial
intercalation.

Index terms: HIS, HIV, organic carbon, soil management systems, mineral stability.
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RESUMO: ARGILOMINERAIS 2:1 COM HIDROXI-AL E ATRIBUTOS
QUIMICOS DE UM LATOSSOLO BRUNO SUBTROPICAL SOB
SISTEMAS DE PLANTIO DIRETO E CONVENCIONAL

O sistema de plantio direto (SPD) representa uma interferéncia importante no sistema
solo, sendo pequeno o conhecimento existente sobre sua influéncia na mineralogia de solos
tropicais e subtropicais. Este estudo foi realizado em experimento de campo e teve por objetivo
avaliar o efeito da utilizagdo do SPD, por 26 anos, na intercalagdo de polimeros de hidroéxi-Al
nas entrecamadas de argilominerais 2:1 HE de um Latossolo Bruno do Sul do Brasil
(Guarapuava, PR), em relagdo ao mesmo solo cultivado em sistema de preparo convencional
(SPC). A fragdo argila (<2 um) de amostras de solo superficial (0-0,03 m), coletadas em
ambos os sistemas de manejo, foi analisada por difragdo de raios X (DRX), antes e apds
tratamento com citrato de sédio visando a identificagdo e caracterizagdo dos argilominerais
2:1 HE. As caracteristicas quimicas das fases sélida e liquida dos solos também foram
avaliadas. O solo em SPD apresentou maiores teores de C organico total, cdtions trocduveis e de
P, bem como maior acidez extraivel e maior capacidade de troca de cdtions. Na fase liquida,
0 solo do SPD apresentou maiores valores de condutividade elétrica, C organico dissolvido,
cdtions bdsicos, Al, Si e S na solugdo do solo. A atividade do Al em solugdo foi semelhante nos
dois sistemas de manejo, com mais de 90 % da concentragdo total de Al estando complexado
por ligantes organicos. A andlise dos argilominerais 2:1 por DRX ndo evidenciou alteragéoes
significativas na extensdo ou no grau de intercala¢do de polimeros de hidroxi-Al nas
entrecamadas no solo em SPD, em relag¢do ao solo em SPC. A atividade do Al e do Si em
solugdo indicou uma condi¢do de estabilidade para argilominerais 2:1 com entrecamadas
parcialmente ocupadas por hidroxi-Al em ambos os sistemas de manejo de solo, o que sugere
uma desaceleragdo no processo de intercalagdo e uma tendéncia de transformagdo dos
argilominerais com intercalag¢do extensiva para uma intercalag¢do parcial.

Termos de indexagdo: EHE, VHE, carbono organico, sistemas de manejo do solo, estabilidade

mineral.

INTRODUCTION

Soil is a complex open system and constantly
evolves as it exchanges energy and matter with
neighboring systems (Smeck et al., 1983).
Interferences in this system can be observed rapidly
in the soil solution, in the medium term in the
morphological features and eventually in the
mineralogy of the clay fraction, and in the long term
as modifications in soil texture. In recent decades,
the progressive replacement of conventional tillage
(CT) by no-tillage (NT) has significantly interfered
with the soil system, and normally resulted in a
significantly improved quality of the tropical and
subtropical soils in Brazil (Mielniczuk et al., 2003;
Bayer et al., 2006).

Long-term research has shown positive effects of
NT on the recovery and stabilization of soil structure
(Costa et al., 2003), on the reduction of the influence
of toxic ions on plants (Salet et al., 1999; Ciotta et al.,
2002), increased nutrient availability (Anghinoni,
2007), and the improvement of biotic conditions for
plant development (Té6tola & Chaer, 2002). On the
other hand, little is known about the influence of NT
on the mineralogy of formerly conventionally tilled soils.

Alterations in pedogenic iron oxides were found in
an no-tilled Oxisol of the Brazilian Cerrado, mainly

in the top soil layer, which mainly consisted of the
reordering of these minerals by dissolution and
neoformation (Silva Neto et al., 2008). These
alterations in the mineralogy of iron oxides were
attributed to changes in the pedo-environmental
conditions resulting from the implementation of NT,
which normally leads to an increase in organic matter
content (Ciotta et al., 2002; Costa et al., 2004; Dieckow
etal., 2009), an increase in moisture and the residence
time of water, in addition to a decrease in soil
temperature (Salton & Mielniczuk, 1995; Costa et al.,
2003). Due to the close relationship of these effects
with soil and climate variables, such pedo-
environmental changes destabilize the system and a
new dynamic equilibrium is established that can also
gradually affect the stability of 2:1 clay minerals with
interlayered Al hydroxyl (Karathanasis & Wells, 1989;
Azevedo et al., 1996; Officer et al., 2006), frequently
found in the clay fraction of soils in the subtropical
regions of Brazil (Pétter & Kampf, 1981; Curi et al.,
1984; Ker & Resende, 1990; Kampf et al., 1995;
Almeida et al., 2000).

In X ray diffractometry (XRD), 2:1 clay minerals
with interlayered Al hydroxyl (HIV-vermiculite and
HIS-smectite) are identified by reflection at
approximately 1.4 nm. The contraction after thermal
treatments of K-saturated samples and expansion after
solvation with ethylene glycol or glycerol (Ker &
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Resende, 1990; Kampf et al., 1995; Almeida et al.,
2000; Kampf & Curi, 2003) depend on the degree of
intercalation of Al-OH polymers in the interlayers.
HIV and HIS clay minerals are considered stable in
moderately acidic pedo-environments with low organic
matter content (Kdmpf & Curi, 2003). However,
changes in the formation conditions, resulting from
the implantation of soil conservation management
systems, can destabilize/transform these minerals by
the partial removal of Al hydroxyl polymers from the
interlayers (Karathanasis & Wells, 1989; Kampf &
Curi, 2003).

In a laboratory study, Niederbudde & Rihlicke
(1981) raised the pH of acidic soils (pH between 3.6
and 5.4) with limestone to values >7.2 and detected a
relative release of Al hydroxyl polymers from
vermiculite interlayers by XRD analysis. Under field
conditions, such alterations were not observed in HIS
clay minerals after 23 years of application of limestone
(40 Mg ha'!) to a subtropical Oxisol (Latossolo Bruno),
but the reduction of Al activity in soil solution
indicated a deceleration of the intercalation of A1-OH
in the interlayers of this clay mineral (Azevedo et al.,
1996). In addition to the pH and ion activity in the
solution, the stability of clay minerals with
interlayered Al hydroxyl can be affected by the
accumulation of soil organic matter (SOM) in the
surface layers of no-tilled soils, due to potential Al-
complexes in the soil solution (Salet et al., 1999; Ciotta
et al., 2002). A similar effect was observed in areas of
intensive grazing, where the depolymerization of HIV
clay minerals was attributed to the pH increase and
factors associated with the concentrated urine and
manure deposition (Officer et al., 2006).

The preparation of organo-mineral complexes under
controlled conditions has demonstrated the effectiveness
of different organic ligands in the depolymerization of
HIS and HIV clay minerals (Indraratne et al., 2007;
Huanget al., 2007). Studying the incipient podzolization
process in inceptisols, Brahy et al. (2000) related the
instability of HIS and HIV clay minerals at the soil
surface to the Al depletion after its complexation in
the solution by low molecular weight organic acids.
This interpretation has also explained the presence of
depolymerized smectites and vermiculites in surface
horizons with the accumulation of organic matter
superimposed on subsurface horizons with the presence
of HIV and HIS (Carnicelli et al., 1997; Pai et al., 2004).

The main objective of this study was to evaluate
long-term (26 years) effects of NT on the intercalation
of Al hydroxyl polymers in the interlayers of HE 2:1
clay minerals in a subtropical Oxisol.

MATERIALS AND METHODS

This study was performed in a long-term
experiment (26 years) on a Hapludox (Latossolo Bruno
Aluminico by the Brazilian Soil Classification System

- Embrapa, 2006), in an area of the Fundacio Agraria
de Pesquisa Agropecuaria (FAPA), in Guarapuava,
state of Paranda. The regional climate is Cfb, perudic
and mesothermal, with no dry season, average
temperature of 16.9 °C, precipitation of 1,956 mm year-
I (Fontoura & Bayer, 2008) and altitude between 900
and 1,200 m asl. The soils had evolved from basic
volcanic rocks of the Triassic period (basalts of the
Serra Geral formation).

Prior to the experiment, the soil was used for
successive wheat and soybean crops under CT from
1968 to 1978, when the experiment was initiated. The
experiment tested different winter and summer
management combinations, aside from liming
treatments. For this study, only the continuous NT
and CT treatments, unlimed from the beginning of
the experiment, were sampled. Between 1978 and
1985, a succession of wheat (Triticum aestivum) and
soybean (Glycine max) was grown. Thereafter, a crop
rotation system was implemented, including the
species white oat (Avena sativa L.), wheat, barley
(Hordeum spp.), common vetch (Vicia sativa), and
radish (Raphanus sativus) in the winter, and soybean
and maize (Zea mays) in the summer.

In September 2007, soil samples were collected
from the 0—0.03 m layer of the three experimental
replications of each treatment (NT and CT) and a
composite sample with a blend of the soil collected
from all three experimental replications. The samples
were air-dried, harrowed, and sieved through 2 mm
mesh to obtain air-dried fine soil (ADFS). The clay
fraction was collected as sediment after ultrasonic
dispersion of particles, as described by Inda Junior et
al. (2007). Clay fraction in suspension was flocculated
with 0.1 mol L1 HCI], washed with a 1:1 alcohol/water
solution, and oven-dried at 60 °C.

In the soil samples (ADFS), the total organic C
(TOC) content was determined by dry combustion in
a Shimadzu-TOC carbon analyzer (Vg model). The
Si, Al, Fe, Ti, Mn, and P contents were determined
after sulfur attack (Embrapa, 1997). Water pH and
Ca, Mg, K, Al, H + Al, and P contents in the exchange
complex were determined according to Tedesco et al.
(1995). The Fe of all pedogenic Fe oxides (Fed) was
extracted with sodium dithionite-citrate-bicarbonate
at 80 °C, in two successive extractions (Inda Junior
& Kampf, 2003). The Fe of the low-crystalline Fe
oxides (Feo) was extracted with 0.2 mol L1 ammonium
oxalate at pH 3 in the dark (Schwertmann, 1964).

The soil solution was extracted according to the
methodology used by Azevedo et al. (1996). To six
PVC tubes per management system (diameter 2.2 cm,
height 7.5 cm, bottom closed with a 0.45 pm millipore
filter), 25 g ADFS and 8 mL of deionized water were
added (by capillary action). The tubes were covered
with plastic film to minimize evaporation, and
maintained at 25 °C for 24 h. The solution was
extracted by centrifugation at 4,000 rpm for half an
hour. The recovered volume was approximately 30 %
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(2.5 mL) of the total water content added to the sample.
Immediately after extraction, the pH and electric
conductivity were determined. Three days later, the
dissolved organic C content of the refrigerated samples
was directly determined by the dry combustion method
and the CO, generated was determined by infrared
detector, in the Shimadzu C analyzer. The Ca, Mg,
K, Na, Fe, Al, Si, Mn, P, and S contents were
determined by optical emission spectrophotometry
(ICP-OES). The speciation and chemical activity of Al
in the soil solution were estimated with the MINTEQ
visual computer program (Visual Minteq, 2006).

The X-ray diffractometry (XRD) analysis (Siemens
D 5000 Diffractometer, with CoKa radiation and Fe
filter, operated at 40 kV and 25 mA ) was performed
on inclined slides prepared with 60 mg of iron-free
clay with sodium dithionite-citrate-bicarbonate. The
interlayered material was extracted as described by
Kampf et al. (1995) and Pai et al. (2004). The
treatment consisted of heating (100 °C) 120 mg of clay
in 30 mL in 0.3 mol Li'! sodium citrate solution
(pH 7.3) for 24 h, renewing the solution every 8 h.
Samples treated with or without sodium citrate were
saturated with Mg (0.5 mol L't MgCly) and K (1 mol L1
KCIl) to evaluate expansion and contraction,
respectively, of 2:1 clay minerals. The samples were
saturated with Mg at 25 °C and subsequently solvated
with glycerol (50 g L1 in ethanol) by dripping from
the inclined slides to drain the excess. The K-
saturated samples were analyzed at 25 °C and after
heating to 110, 350, and 550 °C.

RESULTS AND DISCUSSION

Chemical properties of the soil solid phase

The chemical properties related to the soil sorption
complex and mineral composition in the 0—0.03 m
layer under both management systems are listed in

table 1. The soil management systems did not affect
the pH or exchangeable Al content. The increased
soil acidity, also demonstrated by the low base and
high Al saturation, was mainly due to the extraction
of bases by harvest removal of grains during this long
period (26 years) without liming, while nitrate
leaching may also have contributed slightly to soil
acidification (Vieira et al., 2008).

The total organic carbon content (TOC) in no-tilled
soil increased by 50 % in comparison to the soil under
CT, which resulted in a higher potential acidity
(H + Al), due to the -COOH and —OH groups of organic
matter, and cation exchange capacity (CEC). The
increase in sum of bases (SB) was related to straw
residues on the soil surface under NTS, with
subsequent nutrient mineralization and ion retention
in the soil CEC. In turn, the higher phosphorus
contents were related to the occupation by SOM of
sites located on the surface of Fe and Al oxides, and
by not tilling the soil surface layer under NT. Under
CT, plowing and disking incorporate phosphorus into
alarge soil quantity of the arable layer, exposing high
energy surface groups of Fe and Al oxides and
increasing P adsorption.

The change of the management system did not
affect the content of elements related to the mineral
composition of the clay fraction, determined by sulfur
attack. The Kiindex values below unity (0.81 in NT
soil and 0.89 in CT soil) indicated a highly weathered
soil with predominant gibbsite. The selective
dissolution of Fe oxides suggested dominance of
crystalline over low crystalline (Feo/Fed) forms, which
is less than 5 % of the total Fe compared to pedogenic
Fe oxides (Fed). The decrease of approximately 5 %
of the Fed content in NT soil can be a consequence of
the reductive and/or complexing dissolution of Fe
oxides, as reported by Silva Neto et al. (2008), in the
surface layer of an no-tilled Oxisol (Latossolo Vermelho
by the Brazilian Classification System).

Table 1. Chemical characteristics of the solid phase of a subtropical Oxisol under conventional tillage (CT)

and no-tillage (NT)

Management

Sorptive complex

system pHuo  TOC "0 ™ g K Al SB H+Al crc Y m P

g kg! cmol. dm™* % mg dm*

CT 4.3 38.2 1.3 0.2 0.33 2.3 1.8 13.7 15.6 12 56 2.6

NT 4.2 57.3 2.6 0.5 0.46 2.4 3.6 17.3 20.9 17 40 11.0

Sulfur attack
Ki Fed Feo Alo Feo/Fed
P05 Fe:0; MnO TiO Al:03 SiO.
% gkg'  —mgkg'-
CT 0.4 14.8 0.07 2.8 24.1 11.5 0.81 102.0 3.4 5.2 0.03
NT 0.4 13.9 0.07 2.6 23.0 12.1 0.89 97.7 3.6 5.3 0.04

TOC: total organic carbon; SB: sum of bases; CEC: cation exchange capacity; V: base saturation; m: Al saturation; Ki = SiO,/Al,O;
Fed: iron extracted by sodium dithionite-citrate-bicarbonate; Feo and Alo: iron and aluminum extracted by ammonium oxalate.
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Chemical composition of soil solution

The composition of the soil solution in the 0-0.03 m
layer under both management systems is presented
in table 2. The pH of the solution was 0.2 units lower
in the NT soil than in conventionally tilled soil. The
greater electrolyte concentration in the NT soil, as
shown by electric conductivity, reflected the increase
in basic cation (Ca, Mg, Na, and K) contents in
solution, following the same tendency observed in the
sorption complex. This agrees with results of Ciotta
et al. (2002). The organic matter accumulation in
the top soil layer under NT contributed to a three-fold
increase in the content of dissolved organic carbon
(DOC) over the CT soil. DOC can be associated with
the significant Al increase (not found in the sorption
complex) and Si in the solution of NT soils
(Karathanasis & Wells, 1989). According to Azevedo
et al. (1996), the effect of NT on the soil solution can
also be shown in the increase of S in solution, mainly
derived from the mineralization of organic matter.

The chemical speciation of Al (Table 3) showed that
most (> 90 %) of the total soluble Al concentration in
the soil (0 to 0.03 m layer) is complexed by organic
ligands in both soil management systems. A
significant difference between the management
systems was the greater percentage of concentration

related to free Al (Al3*) and to the hydrolyzed species
(Al (OH),* and AIOH?") in the CT soil, whereas under
NT the percentages of Al associated with phosphorus
and Si was greater (Table 2). Al activity was low in
both soil management systems (10°7), compared to the
activities normally found in soils from Southern Brazil
(10°%) (Salet et al., 1999), which can be related to the
increased organic matter contents in soils under both
soil management systems. Although Al activity was
greater in NT than CT soil, the difference was not
significant when the total Al contents in solution were
considered (0.22 mg L't under CT and 0.53 mg L1
under NT). According to Salet et al. (1999), the
decreased Al activity in soil solution under NT results
from the increased DOC contents and the greater ionic
strength of the solution, influencing the formation of
Al-organic ligand complexes and increasing the
interaction between the ions in solution, respectively.

Al hydroxyl 2:1 clay minerals

The mineral compositions of the total clay fraction
in soils under both management systems were similar
(diffractogram not shown), consistent with research
in Oxisols in Southern Brazil (Pétter & Kampf, 1981;
Curi et al., 1984; Ker & Resende, 1990; Kampfet al.,
1995). The intensity of the XRD reflections evidenced

Table 2. Composition of solution of a subtropical Oxisol under conventional tillage (CT) and no-tillage (NT)

Management system pHu,0 EC DOC Ca Mg Na K Al Si S P
pS cm! mgL!
CT 4.9 265 30.9 10.99 6.15 0.84 12.34 0.22 4.60 2.00 0.07
NT 4.7 555 86.7 30.94 13.89 358 2200 053 7.60 7.40 0.44

EC: electrical conductivity; DOC: dissolved organic carbon.

Table 3. Aluminum speciation and activity in the
solution of a subtropical Oxisol under
conventional tillage (CT) and no-tillage (NT), at
pH=4.9 and A1=0.22 mg L' under CT; and pH =
4.7 and A1=0.53 mg L' under NT

Species and Management system

chemical activity CT NT
%

Org. Al-L 92.75 93.50
Al (OH); 0.75 0.20
Al(OH); (aq) 0.02 0.00
A1* 3.19 2.50
AlH;Si02 0.14 0.11
AIHPO, 1.03 2.74
AlOH* 2.12 0.95
Activity 1.86 x 107 2.90x 1077

gibbsite (0.48 nm) as predominant mineral in the soil,
followed by kaolinite (0.72 and 0.36 nm) and a less
intense reflection at 1.40 nm indicated the 2:1 minerals.

In the XRD of the clay samples not treated with
sodium citrate, the intensity of the reflection at 1.4 nm
was reduced and a gradual asymmetric enlargement
at high °26 angles after saturation and thermal
treatments (Figure 1a, b; Table 4). According to
Kampf & Curi (2003), this behavior indicates
extensive occupation of the interlayers by Al hydroxyl,
which impedes the complete contraction of 2:1 clay
minerals at 1.00 nm. The expected modifications in
the ability of clay minerals with interlayered Al
hydroxyl to contract (reduction of spacing d) due to
the change of soil management system was not
confirmed by XRD in the K-saturated samples heated
to 350 °C. When heated to 550 °C, the contraction of
clay minerals in NT soil (d = 1.159 nm) was slightly
greater in comparison to the conventionally tilled soil
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(d=1.175 nm). These results, however, are not (a) 1.4 nm Kt (001)
significant when compared to the effect of organic ) M

ligands on depolymerization of HIS and HIV in A

laboratory experiments (Indraratne et al., 2007; xz:g‘lig

Huang et al., 2007). The diffraction pattern of Mg-
saturated clays did not show significant changes after
solvation with glycerol for 12 and 26 days (Figure 1a,b;
Table 4). This behavior indicated the presence of HIV
(Bigham et al., 2002), although it should be
remembered that an extensive occupation of

interlayers inhibits the expansion of minerals, K25°C
hindering the distinction between HIV and HIS K110 °C
(Kampfet al., 1995). K350 °C

The composition of interlayer materials in the K550 °C
analyzed 2:1 clay minerals was considered aluminous, '
as these clay samples were previously treated with (b) 1.4nm Kt 001)
two extractions with sodium dithionite-citrate- v
bicarbonate for the removal of pedogenic iron oxides. 4
Therefore, if the interlayer materials consisted of Fe- Ry ‘ ~| I Mg+Gl-26
OH, the expansion and contraction procedures would Mg+GL12
have been more effective. \

\

In the XRD of samples treated with sodium citrate “’ Mg
for the removal of Al hydroxyl polymers, K saturation \1,‘
and the thermal treatments produced reductions of M,
spacing d compared to those of samples not treated ) K25°C
with sodium citrate (Figure 2a,b; Table 4). This was \ K110 °C
mainly observed in samples heated to 350 and 550 °C, f
although there was no formation of reflections at K350 °C
1.00 nm, indicating that the removal was still L.0nm K550 °C

ineffective. In these samples, the diffraction pattern
of Mg-saturated clay was also only slightly changed
by solvation with glycerol. Although not very

4 5 6 7 8 9 10 11 12 13 14 15 16

Figure 1. X-ray diffractograms of the clay fraction

significant, th}e expansion of the interlayers after the of soil under conventional tillage (a) and no-
treatments W11_:h Mg and glycerol always r_esulted in tillage (b) without the treatment with sodium
greater d spacing in the samples of NT soil. citrate. Mg: saturation by magnesium; Mg+Gl-

Therefore, 26 years of NT did not result in n°: saturation by magnesium followed by
significant changes in the mineralogy of Al hydroxyl solvation with glycerol for 12 and 26 days; Kn®
interlayered 2:1 clay minerals in this acidic Oxisol °C: saturation by potassium and respective
with high organic matter content. Possibly, the thermal treatments; Kt: kaolinite. Scale in
greater contents of organic matter resulted in a degrees (°20).

Table 4. Spacing d of 2:1 minerals with interlayered aluminum hydroxyl in saturation and heating treatments

Spacing d (nm)

. Without treatment with sodium citrate
Management sistem

K25°C  K110°C K350 °C K550 °C Mg  Mg+Gl-12 Mg+ G1-26

CT 1.406 1.394 1.267 1.175 1.406 1.410 1.410
(1.400 to 1.162)" (1.323 to 1.079)

NT 1.402 1.391 1.267 1.159 1.414 1.414 1.422
(1.400 to 1.151)  (1.344 to 1.044)

With treatment with sodium citrate

K25 °C K110 °C K350 °C K550 °C Mg Mg + G1-12 Mg + G1-26
CT 1.402 1.387 (1.400 to 1.116) (1.299 to 0.956) 1.414 1.418 1.418
NT 1.395 1.380 (1.400 to 1.044) (1.290 to 0.955) 1.426 1.430 1.436

@ Numbers in brackets represent the spacing d for the extreme °20 angles of the reflections.
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Kt (001)
v

Mg+Gl-26

Mg+GI-12

K25 °C
K110 °C

K350 °C
1.0 nm 7 K550 °C

Kt (001)
1.4 nm v

(b '
\ Mg+Gl-26
{

Mg+GI-12

Mg

K25°C
K110°C

“‘;“w
Ay

1.0 nm~™

K350°C
K550°C

456 7 8 9 1011 1213 14 15 16
Figure 2. X-ray diffractograms of the clay fraction
of soil under conventional tillage (a) and no-
tillage (b) after treatment with sodium citrate.
Mg: saturation by magnesium; Mg + Gl-n°-
saturation by magnesium followed by solvation
with glycerol for 12 and 26 days; Kn® °C:
saturation by potassium and respective thermal
treatments; Kt: kaolinite. Scale in degrees (°20).

tendency to reduce the degree of intercalation of Al
hydroxyl layers in soil under NT. However, the kinetic
effect of only organic matter on the environmental
conditions of temperature and moisture was not
sufficient to induce more significant changes in the
26 year period. In this sense, it is noteworthy that
the increase of pH values by liming, along with the
increased organic matter contents, can contribute to
higher kinetics of the reactions involved in this
destabilization of HE 2:1 clay minerals in no-tilled
soils. Under NT, limestone is applied to the soil
surface, which results in a pH increase in this soil
layer compared to soil under CT, where limestone is
incorporated uniformly in the arable soil layer. In
this situation, pH and organic matter would induce a
reduction of Al content and activity in solution, which
would cause changes in the stability of interlayered
Al hydroxyl polymers. This possible combined effect
of pH (liming) and organic matter will need to be
assessed in future studies in long-term experiments
to deepen the understanding of possible management

effects on the mineralogy of tropical and subtropical
Brazilian soils.

Since the change in soil management system did
not result in significant changes in the mineralogy of
Al hydroxyl interlayered 2:1 clay minerals, the possible
tendencies of mineral changes determined by the
alterations in the management system are identified
in a stability diagram (pH-1/3pAl versus pH,;S10,)
(Figure 3). The stability lines were selected according
to Azevedo et al. (1996), representing 2:1 clay minerals
with extensive intercalation (HIS-E and HIV-E) and
partial intercalation by Al hydroxyl (HIS-P and HIV-
P), with kaolinite, gibbsite, quartz, and amorphous silica.

In the diagram, the points of the CT and NT were
between the lines for quartz and amorphous silica,
indicating that the formation of the latter is not
favored. The point of the CT indicated stability of
HIS-P and supersaturation of HIV-P, whereas the
point of the NT showed supersaturation of both
minerals (HIS-P and HIV-P), in spite of the dominance
of gibbsite and kaolinite minerals in this soil. A
similar tendency was found by Azevedo et al. (1996)
in the 0-0.2 m layer of a subtropical Oxisol; after 23
years of liming (40 Mg ha'l), there was a significant
deviation compared to the treatment without limestone
addition, where kaolinite remained stable.

The stable condition for 2:1 clay minerals with
interlayers partially occupied by Al hydroxyl is related
to the low activity of Al and the high activity of silica
in the 0-0.03 m layer under both management
systems, and results from the increased organic
matter contents in this soil, due to the low
temperatures (annual average t = 16.9 °C) and high
contribution of plant residues from the crop rotation
system. This condition indicates a deceleration in
the intercalation and a tendency to transform clay
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3.2 HIV-P
\ O-W
<
< z.s-\
on
=
L 261 Gibbsite
= i
S HIS -E \
2.4
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20 A No-tillag? ' ' \
5.0 4.5 4.0 35 3.0 2.5

pH4SiO,

Figure 3. Stability diagram representing the soil
solution composition in relation to the stability
lines of minerals. HIS-smectite with
interlayered aluminum hydroxyl and HIV-
vermiculite with interlayered aluminum
hydroxyl, with partial (P) and extensive (E)
intercalation.
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minerals with extensive intercalation (HIS-E or HIV-
E) into those with partial intercalation (HIS-P or HIV-
P). According to Karathanasis et al. (1989), this does
not necessarily lead to a reversal of the weathering
sequence in this soil, but shows that the soil system
has been altered in such a way that the precursor or
intermediate minerals (2:1 clay minerals with partial
intercalation with Al hydroxyl) may be becoming stable
in the new pedo-environment.

CONCLUSIONS

1. The 26-year use of a no-tillage after a
conventional tillage system resulted in chemical
changes of the subtropical oxisol, evidenced by the
increase of total organic C, exchangeable cations,
extractable acidity, phosphorus contents, and cation
exchange capacity. In the soil solution, the no-tillage
system increased the electrical conductivity, dissolved
organic C, basic cations, Al, silica, and sulfur contents.

2. Al activity was similar in the two soil
management systems and more than 90% of the total
concentration of this element was complexed by organic
ligands. Of the remaining Al, free and hydrolyzed Al
forms predominated in the soil under conventional
tillage, whereas under no-till, the forms associated
with silica and phosphorus predominated.

3. Analysis of 2:1 clay minerals by X ray diffraction
did not show significant changes in the degree of
intercalation of Al hydroxyl polymers in the interlayers
of the soil under a no-tillage system in comparison
with a conventional tillage system. However, the
activity of Al and of Si in solution indicated stability
for 2:1 clay minerals with interlayers partially
occupied by Al hydroxyl in both soil management
systems, which suggests a deceleration in the
intercalation and a tendency of transformation of clay
minerals with extensive intercalation into partial
intercalation.
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