78
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The A.C. impedance plots were used as tools to analyze the electrical response of two varieties of Tu-
nisian halloysite 1:1 and illitic samples 2:1 as a function of frequency at different temperatures
(80-800°C). The real and imaginary parts of the complex impedance trace semicircles in the complex
plane. Except for the illite, It-1, the second sample analyzed in this study, these plots give evidence for
the presence of both bulk and grain boundary effect, above 600°C onwards. The bulk resistance of the
materials decreases with the rise in temperature. Impedance Spectroscopy data reveal a non-Debye
type of dielectric relaxation. The Nyquist plots show the negative temperature coefficient of resistance
of both pure Tunisian illite and halloysite samples. The results of bulk electrical conductivity and its
activation energy are presented for the two mineral clay samples. For illite It-1, the activation energy
values estimated from the AC conductivity pattern and modulus pattern are very similar and suggest a
possibility of a long-range mobility of charge carriers (ions) via hopping mechanism of electrical
transport processes at higher temperature. On the other hand, for the halloysite sample provided from
kasserine, (Ha-Kass), the modulus analysis admit that the electrical transport processes of the material
are very likely of electronic nature. Relaxation frequencies follow an Arrhenius behavior with the ac-

tivation energy values not comparable to those found for the electrical conductivity.

Keywords: kaolinite, illite, hopping mechanism, impedance analysis, electrical conductivity.

YJK 550.832
INTRODUCTION

The electrical conductivity and dielectric permit-
tivity (commonly named as dielectric constant €), of
the constituent minerals are the main controlling
factors of the electrical properties of soils. The die-
lectric permittivity of a material is a measure of the
relative ability to store a charge (electrical energy)
for a given applied electric field while dielectric loss
is a measure of the proportion of the charge trans-
ferred in conduction and stored in polarization. The
dielectric constant ¢ is a complex number and is a
function frequency. The relative dielectric constant
& (w) is the ratio of the complex dielectric constant ¢
to dielectric constant of free space g, The real part
of the dielectric constant of soils particles is between
3 and 6 whereas that of water is 80 at 20°C [1, 2].
Thus the dielectric constant of soil-water mixture is
between 4 and 8 depending on the proportion of
each. Clay minerals are an important constituent of
many mineral soils. The influence they may have on
the dielectric behavior of a moist soil is therefore of
great importance [3].

lonic conductivity is known to occur in clay min-
erals and to be an important contributor to dielectric
dispersion. The amount of conduction is related to
the surface density of charge and the surface area. In
general, the halloysite 1:1 clay mineral has a rela-
tively small surface area and low ion-exchange ca-
pacity and would be expected to be associated with a
low ionic conductivity, while the interlayers of the
2:1 clay minerals provide space into which cations

can be adsorbed. In illite clays the interlayer con-
tains potassium which fixes the structure rigidly. On
the other hand, a large surface area of the smectite
compared with other clay minerals, its capacity to
swell and its ability to adsorb ions means it should
create a reasonably electrically conductive material.
It should be pointed out that the electrical properties
of clays are still unknown at large in literature. In
fact these materials are difficult to handle and exper-
imental data are very limited. There are some litera-
ture data concerning electrical properties of clay and
sandstone [4], clay or mixtures of sand/clay [5-6],
conductivity measurements of dry clay minerals
conducted at different temperatures in the range
from 80 to 800°C have not been widely studied so
far. Most of the articles published on the AC con-
ductivity of rocks investigate the effect of water or
oil content [7, 8] but no studies report on the charac-
terization of the microstructure of clays as ceramic
materials by analyzing their electrical conductivities
in the range of temperatures cited above. Obviously
this study could be useful for Na-conducting materi-
als.

Meanwhile, Impedance Spectroscopy (IS) is a
relatively mature, cheap, and simple technique for
non-destructive testing, which has been widely used
to characterize the electrical properties of the mate-
rials and relate the changes in these electrical prop-
erties to microstructural changes occurring in the
materials. Recently, growing interest has been de-
veloped in employing IS to characterize the micro-
structure of ceramic materials [9-11] particularly for
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studying the microstructure evolution in cement
during hydration and hardening [12-14]. There are
many ways IS data may be plotted. In the IS field,
where capacitive rather than inductive effects domi-
nate, conventionally one plots — Im (Z) = -Z" on the
y-axis vs. Re (Z) = Z' on the x-axis to give a com-
plex-plane impedance plot. Such graphs have been
usually termed Nyquist plots. They have the disad-
vantage of not indicating frequency response direct-
ly, but may nevertheless be very helpful in identify-
ing conduction processes present. Another approach,
the Bode diagram, is to plot log [IZI] and @ ~ vs. log
[f]. Alternatively, one can plot Z' (or any I') or -Z"
(or -I'"), or the logs of these quantities vs. log [f]
[15, 16].

In this paper, we report details concerning the
physico-chemical characterization study of two Tu-
nisan kaolinite (Ka.Kass) and illite (It-1) clays mi-
neral providing from north and south west of Tuni-
sia, respectively. The main goal is to present We
present also a complete analysis about electrical
properties of these two clay mineral samples using
impedance spectroscopy technique at different tem-
peratures ranging from 80 to 800°C. The characteri-
zation of the microstructure of Na-conducting ce-
ramics is probably useful by this electrochemical
technique. In the case of many mineral complex
solid, the analysis of IS data, when depicted in a
complex plane plot, appears generally in the form of
a succession of semicircles representing the contri-
butions to the electrical properties due to the bulk
material, grain boundary effects and interfacial po-
larization phenomena if any. Taking into account
these properties, the analysis of electric modulus
enables us to separate the effects due to each com-
ponent (bulk, grain boundary, and electrode polari-
zation effects) in a solid sample very easily.

MATERIALS AND METHODS
Clays

Sample of specimen halloysite 1:1 clay used in
this study provided from Touila, in Kasserine (Ha-
Kass) situated at the north west of Tunisia. It is im-
portant to notice that this solid sample is on natural
pure state, of white color and with no impurities.
Whereas, the other clay sample chosen in this study,
is the It-1 illite 2:1 clay, a pure Tunisian illite (light
green) from the south west. For the two samples
particles with diameter < 45 pum were obtained by
sedimentation and saturated with Na* by 7 washing
cycles (successive centrifugal treatments) with 1M
NaCl. After each centrifugation of the suspension,
the supernatant was discarded and replaced with
fresh solution of NaCl. After that, the samples were
dialysed through a specific membrane, oven dried to
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a constant mass at 80°C and finally stored in an air-
tight container prior to use.

Sample Clay Characterisation
X-ray diffraction (XRD)

X-ray diffractograms were recorded using a
“PANalytical X'Pert HighScore Plus” diffractometer
with the radiation Ko, of copper. Two types of dif-
fractograms are studied: diffractograms with disori-
entated powder where all the lines (h, k, 1) appear,
and diffractograms of oriented plate obtained by
sedimentation. This makes it possible to follow the
periodicity of the stratification of the layers, with the
reflection (001) on which the identification is based.

Cation Exchange Capacities (CEC)
and Specific Surface Areas (SSA)

CEC was determined by the method of copper
ethylendiamine (EDA), CuCl, complex analogous to
that described by Bergaya and Vayer [17]. A known
volume (2 to 5 ml) of the 0,05M Cu(EDA),** solu-
tion (prepared firstly by mixing 1MCuCl, with an
excess 1M EDA) is diluted with water to 25 ml and
added to the clay (0,4 g) in the centrifuge tube and
the pH of suspension is determined. The suspension
is shaken or stirred for 30 min to ensure complete
exchange, centrifuged and the pH is determined
once more. The concentration of the Cu (EDA),**
remaining in the solution was determined by atomic
absorption spectroscopy (AAS) or iodometry. The
CEC of the sample can be obtained by the difference
in Cu concentration in the initial and final solutions
as determined by AAS or iodometry and the CEC
calculated from the quantity of absorbed Cu
(EDA),** (amount initially added to the clay minus
amount remaining).

A specific surface area BET was determined by
nitrogen gas adsorption at 77K, using a “Quan-
tachrom-Autosorb1” sorptiometer.

X-ray patterns

The specimens after different treatments were
studied by using X-ray diffraction technique. In
these methods, oriented specimen is prepared on
glass microscope slides. The samples were succes-
sively subjected to different treatments not only to
characterize the clay specimens but to identify the
presence of interstratified or mixed other clay mi-
nerals:

i) Normal at ambient temperature (N);

i) Saturated with ethylene
(EG-treatment) (G);

iii) Heating at 550°C (H).

The diffractogram of the illite It-1 sample is
shown on the Fig. 1. In the patterns of the air-dried
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oriented mount of pure It-1(N), the basal reflections
of illite appear along with an irrational series of re-
flections: dgoy) reflection at 10.08 A, the dg at
5.01 A and the doz at 3.31 A. The XRD patterns of
the EG-treated (G) and heated specimens (H) at
550°C were included in the Fig. 1 in order to detect
minimal changes. One can observe that these peaks
are not affected by treatments, i.e., the illite basal
reflections do not show significant changes.
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Fig. 1. XRD patterns of oriented purified clay plate illite It-1
(N: Normal, H: Heated 550°C, G: saturated by ethylene glycol).

The XRD pattern of the Kasserine clay (Ha-Kass)
(Fig. 2) shows sharp peaks at d = 10.01 A, 4.40 A,
3.34 A and 2.58 A attributed to the halloysite 4H,0
clay mineral that belongs to kaolin group [18]. When
heated at 550°C, these peaks disappear.
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Fig. 2. XRD of purified Ha-Kass and heated at 500°C.
The cation ion-exchange capacity (CEC) and the

Specific Surface Area (SSA) of the clay samples are
reported in Table 1.

Table 1. C.E.C and S.S.A for two studied clay samples.

Specimen CEC SSA
(meq/100g) (m?/g)

It-1 27 45
Ha-Kass. 39.84 24.57

Chemical analyses and structural formulas

The clay samples were attacked by a mixture of
three acids (HCI, H,SO4, HNOs). All the elements
pass in solution, except the silica (SiO,) which is

determined by gravimetry. Other elements, such as
Al, Fe, Mg, Ca, Na and K are assayed by an Atomic
Absorption Spectrophotometer (AAS).

The chemical analysis of clay mineral samples is
given in Table 2. The loss on ignition value of the
Ka-Kass clay is relatively very important (28.96%);
it can be due to the presence of a supplementary
water layer.

Table 2. Chemical analyses of fractions of purified mi-
neral clays.

Weight SiO; | AlLO; | Fe,03 | MgO | Na,O | KO | CaO Igni-
% tion
loss

1t-1 50.24 | 24.38 5.58 2.13 121 | 939 | 005 | 7.53

Ha.Kass | 39.40 | 29.91 0.19 0.27 0.52 0.1 0.65 | 28.96

It follows from these analyses that the average
structural formulas are:

It-1: K1.64C30.01Na0.32\/¥5i6.89A|1.11]IV
[AlL g:Fe057MJo.as]” O20(0OH)a.

Ha-Kass: Nag 17Ko.02Cao.11 [Si6.49A|1.51]|V
[Aly 230F€0,024M go.o7]vI O2.

It reveals that the studied samples presented two
significant substitutions in the octahedral and tetra-
hedral layers. For illite It-1the potassium (K) and
metal (M) ions are present to satisfy the negative
charge and will not be used in the calculation of
negative charge. Thus net layer charge of illite It-1
per unit cell is 1.97 charge/cell whereas for Ha-Kass
is 0.3 charge/cell.

For electrical conductivities studies, the finely
ground samples were pressed into cylindrical pellets
of 10-13 mm diameter and 1mm thickness using a
hydraulic press at a pressure of 6 000 Kg/cm? The
pellets were mounted between two flat silver elec-
trodes in an evacuated conductivity setup and an-
nealed at 100°C for 24h to avoid adsorbed water.
The AC impedance data, the modulus of impedance
IZI and phase angle were obtained in the frequency
range 1Hz to 13 MHz using HP4192A controlled
frequency response analyzer over the temperature
range 80-800°C. Before measurements, an input AC
signal of voltage amplitude ~ 10 mV was applied
across the sample cell followed by thermal stabiliza-
tion for half an hour. The temperature of the sample
was controlled by means of a temperature controller
(West Model 6100) with an accuracy of £ 1°C. A
computer with serial cable RS232 and software Lab-
view 4.0 have been used for data acquisition.

RESULTS AND DISCUSSION
Impedance studies

A polycrystalline material usually gives grain
boundary properties with different time constants
leads to two successive semi-circles. The electrical
properties of a material are often represented in



terms of some complex electrical parameters like
complex permittivity ¢*, electric modulus M* and
dielectric loss tan o. They are related to each other as
follows:

Complex impedance,

Z*=7-j7"=Rs - l/jwCs. Q)
Complex permittivity,

e¥=¢—je", tan 6 = g"/¢". (2)
Complex modulus,
M* = M' + jM" = jwCoZ*. 3

Where R is the series resistance, o = 2xuf,
(fr = resonance frequency), Cs the capacitance in
series, j = (-1)* the imaginary factor and C, is the
vacuum capacitance of the circuit elements. Above
four expressions give a wide scope for graphical
representation.

On the other hand, the peak of the high frequency
semi-circular arc in the impedance spectrum enables
us to evaluate the relaxation frequency (wmax) Of the
bulk material in accordance with the relation

wmax T=RpyCp =1 0r
2nfmax RoCp = 1 => frax = 1/2aR,Cy (4)

and
=1/ 2nfax 5)

where R, and C, refer to bulk resistance and capaci-
tance, respectively, T represents relaxation time and
o = 2xf is the angular frequency. Besides, the bulk
conductivity (c) of the material is a thermally acti-
vated process obeying Arrhenius behavior. It is cal-
culated in accordance with the relation

o = (oo/T) exp(-Ea/kT). (6)
From expression (2), the complex permittivity

e*=¢—ig"

where €' is the real or relative permittivity or dielec-
tric constant and; €", the imaginary or dielectric loss,
€* can be represented as [19].

&* = 1joCoZ* @)

where Cy is the capacitance of free space. The ¢' real
and " imaginary parts of dielectric permittivity were
calculated from impedance data of illite IMt-1 and
kaolinite Ka-kass clay minerals, measured over a
range 1 Hz to 13 MHz at different temperatures
using

&' = (VAweo)[Z"(Z%+2"%)] (8)
" = (YAwey)[Z'1(Z%+2")] 9)

It must be noticed that €' and &" represent, respec-
tively, the dielectric constant and the dielectric loss
of the material.
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From expression (3), the complex electric modu-
lus M* is the reciprocal of the complex permittivity
8*

M* = 1/g* (10)

where
M' = (Alt)weoZ™ and M = (Al)wepZ'. (11)

The oac was calculated using the measured im-
pedance data of studied clay samples over a fre-
quency range of 1 Hz to 13 MHz at different selec-
ted temperatures using

oac = (VA)[Z'1(Z?% + 2%)] (12)

where t is the thickness and A the area of the sample
pellet.

Impedance spectrum analysis

First, it must be pointed out that the impedance
spectra measured at temperatures above 400°C are
reproducible. But at temperatures below 400°C,
several factors could affect impedance measure-
ments, e.g. incomplete contact between sample and
electrode, short circuit through a less resistive path
in clay, and the presence of moisture in clay.

The electrical behavior of the system has been
studied over a range of frequency and temperature
using AC technique of IS. The plot of -Z" versus Z'
(so called Nyquist plot) of It-1 at different tempera-
tures (400-800°C) is shown in Figs. 3a—c.

One can observe that the effect of temperature on
impedance behavior of the material sample becomes
clearly visible with rise in temperature
(Figs. 3a—c). The impedance spectrum is character-
ized by the appearance of single semicircular arc
whose pattern of evolution changes with rise in tem-
perature (Figs. 3a-b). Each semicircular arc in the
impedance pattern can be attributed to a parallel
combination of resistance and capacitance. The cen-
ter of the semicircular arc shifts towards the origin
on increasing temperature which indicates that the
conductivity of the illite 1t-1 increases with increase
in temperature. With further rise in temperature,
appearance of another semicircular arc in the impe-
dance spectrum has been noticed on and after 600°C.
The pattern is displayed in Fig. 3c. The presence of a
single semicircular arc up to 595°C indicates that the
electrical processes in the material arise basically
due to the contribution from bulk material (grain
interior) [20-22] and can be modeled as an equiva-
lent electrical circuit comprising of a parallel combi-
nation of bulk resistance (R,) and bulk capacitance
(Cp). The electrical process at these temperatures
may be attributed to intragrain phenomena.

Appearance of additional semicircular arcs in the
impedance pattern with increasing in temperature
(T >600°C) indicates the beginning of intergranular
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Fig. 3. Impedance spectra as a function of temperature for illite 1t-1 sample.
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Fig. 4. Variation of imaginary part of impedance (Z") as a function of frequency for illite It-1.



activities within the clay sample with definite con-
tributions from both bulk (grain interior) and grain
boundary effects (Figs. 3b—c). This type of electrical
phenomena in the material can appropriately be
modeled in terms of an equivalent electrical circuit,
according to brick layer model [23], comprising of a
series combination of two parallel R-C circuits at-
tributed to both the grain interior (bulk) and grain
boundary effects in agreement with Brahma et al
[22].

Figs. 4a—c show the loss spectrum i.e. variation
of the imaginary part of the impedance (Z" with
frequency at different temperatures.

We must emphasis that when temperature is be-
tween 200 <t < 450°C, a monotonous decrease in
(Z'") without any peak in the frequency range (ii)
appearance of peaks in the loss spectrum (iii) typical
peak broadening with increase in temperature and
(iv) asymmetric peak broadening. The absence of
peaks up to a temperature 450°C in the pattern indi-
cates negligible or absence of current dispersion in
this temperature region. Fig. 4c shows peaks at
unique frequency that describes the type and
strength of electrical relaxation phenomenon in the
material [22, 24]. A significant broadening of the
peaks with increasing in temperature suggests the
presence of electrical processes in the material [25].
In addition, the coincidence of the impedance Z va-
lues at higher frequencies at all the temperatures
indicates a possible release of space charge.

Figs. 5a—c show the variations of real part of im-
pedance (Z' i.e. bulk resistance) with frequency at
different temperatures.

As we can observe, at relatively low temperature
(up to 500°C), the curve Z' vs. In f shows a monoto-
nic de crease in the value of Z' with temperature. The
impedance value is typically higher at lower temper-
atures in the low-frequency region and decreases
gradually with increasing frequency (Fig. 5b). As the
temperature increases, the pattern of variation of Z'
as a function of frequency assumes a sigmoidal vari-
ation in the low—frequency region follow by a pla-
teau region at higher frequency. This behavior has
been observed to be almost similar at temperatures
on and above 530°C (Figs. 5¢c and d). In addition the
magnitude of Z' a (bulk resistance) decreases with
increasing temperature in the low-frequency ranges
and appears to merge in the high—-frequency region
irrespective of temperature. This result can be at-
tributed to the release of space charge as a result of
reduction in the barrier properties of the clay mineral
sample as already mentioned in other works by some
authors [22, 25, 26]. The same authors have empha-
sized that this phenomenon may be a responsible
factor for the enhancement of AC conductivity of
material with temperature at higher frequencies.
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Electrical conductivity analysis

The conductivity o(w) has been evaluated from
complex impedance spectrum data. Fig. 6 shows the
variation of o(w) as a function of temperature.

This plot indicates a linear increase of conduc-
tivity with rise in temperature with a typical Arrhe-
nius-type behavior in two domains, having linear
dependence of logarithm of conductivity Ln (o % T)
on inverse of temperature 10%T K™, i.e., the electri-
cal conductivity is a thermally process, and obeys
the Arrhenius law ¢ = (oo/T) exp (-Ea/kT) where the
symbols have their usual meanings. The activation
energy (Ea) of the clay mineral sample can be calcu-
lated from the slope of a straight line. The increasing
of conductivity with rise in temperature shows a
typical characteristic of a semiconductor (i.e., nega-
tive temperature coefficient of resistance-type be-
havior). This curve indicates the presence of two
slopes in the pattern o(w) vs. 10%T corresponding
respectively  to  activation  energy  values
Ea; = 0.95 eV and Ea, = 2.07 eV, situated at the
temperature range between 570 and 580°C. This is
attributed very likely to a change in the conduction
mechanism, leading to an increase of the ionic con-
duction resulting either to a decrease of the barrier to
ion motion or to a decrease of the number of mobile
ions. Anyway, this could not be ascribed to a phase
transition in the material, i.e. to a structural change
since this structural change does not occur for the
illite sample between 500-600°C. In fact, most of
the studies described in the literature concerning the
DTA curves of illitic samples show an endothermic
reaction between 500-600°C which is characteristic
of the nonexpendable three-layer type of clay mine-
rals [27]. lllite could only dehydroxylate in this tem-
perature range.

Fig. 7 shows the variation of Log o versus log (f)
at various temperatures for illite It-1. It is observed
that the frequency dependence of conductivity
shows two distinct regimes, within the measured
frequency window: i) the low frequency plateau
region and; ii) high frequency dispersion region. The
plateau region corresponds to frequency independent
conductivity (opc) and dispersion region corre-
sponds to the frequency—dependent part (oac). The
opc Value could be obtained by extrapolating the
conductivity value to the zero limit frequency.

The observed frequency dependent conductivity
can be described by the equation of Jonscher (1983)
[28]: o(w) = opc + Aw", where n is the frequency
exponent in the range of 0 < n <1, a and n are ther-
mally activated quantities, hence electrical conduc-
tion is a thermally activated process. The AC con-
ductivity (cac) was found to obey the power law Aw"
(n < 1). The value of n was 7.65 x 10™ at T = 600°C.
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According to Jonscher (1977) [29], the origin of the
frequency dependence of conductivity lies in the
relaxation phenomena arising due to mobile charge
carriers.

Figs. 8 shows the variation of real part of electric
modulus M' as a function of frequency at different
temperatures. At lower frequencies, M' tends to be
very small confirming that the electrode effects
make a negligible contribution and hence may be
ignored when the data are analyzed in modulus for-
malism [25]. In the figure M' reaches to constant
value Moo at high frequencies for all temperatures
and this due to relaxation processes, which are
spread over a range of frequencies.
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Fig. 7. Log o(w) vs. Log (f) plot It(Mo) at different temperatures
(450-800°C) for It-1.

The variation of M" with frequency is shown in
Fig. 9 at different temperatures. In the M" plot; the
peaks are broader and asymmetric on both sides of
the maxima than predicted by ideal Debye behavior.
The frequency range where the peaks occur is indic-
ative of transition from long range to short-range
mobility [25, 30]. The peak in the M" plot shifts
tower higher frequencies with increase in tempera-
ture and also the peak height increases. The high
frequency side of the M" peak represents the range
of frequencies in which the ions are spatially con-
fined to their potential wells. The peak frequency of
the pattern, corresponding to maximum value of M"
is called conductivity relaxation frequency, gives an
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estimate of conduction relaxation time (t) in accord-
ance with the relaxation wmats = 1. The value of
relaxation frequency has been calculated in the tem-
perature range (182-800°C) and its variation as a
function of temperature is shown in Fig. 10.

The variation of Ln f,. as a function of inverse
absolute temperature appears to be linear satisfying
the relation f, = f,, exp(-E«/kT). We can also note that
experimental points representing simultaneously the
variations of conductivity and frequency f, with
temperature are located on segments of parallel lines
leading to the same slope values. Therefore, the ac-
tivation energy values estimated from the AC con-
ductivity pattern and modulus pattern are very simi-
lar and suggest the possibility of long-range mobility
of charge carriers (ions) via hopping mechanism at
higher temperature. Further, the appearance of peak
in the modulus spectrum provides a clear indication
of conductivity relaxation.

On the other hand, a similar study has been con-
ducted on halloysite clay sample (Ha-Kass) in order
to compare the ionic conduction mechanism in these
materials of different structural properties. Imped-
ance spectrum results indicate only the presence of a
single semicircular arc whatever the temperature
considered and hence the electrical processes in the
material may be attributed to only intragrain phe-
nomena (Fig. 11), which is not the case for illite It-1.
The existence of a temperature-dependent electrical
relaxation phenomenon in Ha-Kass sample has been
also observed (variation of imaginary part of imped-
ance (Z") as a function of frequency). In addition, as
observed in It-1 the analysis of impedance spectra in
the low frequency region, show a decrease in the
magnitude of Z' with rise in temperature i.e. negative
temperature coefficient of resistance (NTCR)-type
behavior like that of semiconductors.

The AC conductivity o(w) analysis shows typical
Arrhenius behavior when observed as a function of
temperature (Fig. 12). This curve indicates the pres-
ence of two different slopes in the pattern o(w) vs.
10%T, located above and below 673°C, correspon-
ding respectively to activation energy values
Ea; =0.94 eV and Ea, = 4.93 eV, which ascribe very
likely to a modification of the structural material.
Indeed, during this temperature 550-680°C a dehy-
droxylation process of the clay occurs and kaolinite
forms metakaolinite by dehydroxylation [31].

On the other hand, the possibility of long-range
mobility of charge carriers (ions) via hopping mech-
anism at higher temperature requires a comparison
of activation energy value estimated from conductiv-
ity o(w) and modulus pattern (Lnf,) as function of
temperature. Indeed, the variation of Ln oT and Lnf,
as a function of inverse of temperature is represent-
ing simultaneously as a comparison in Fig. 13. A
non-similarity in the of activation energy values is
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evident from these plots due to the obtaining of dif-
ferent slope values. Consequently, this finding can
confirm that the ionic conduction mechanism in the
Ha-Kass is not of type hopping as in the case of the
illitic clay sample. This significant difference indi-
cates that two phenomena or a mixture of several
phenomena is measured simultaneously for the ma-
terial. An electrical charge transport has been
demonstrated in the investigated sample and it is
very likely that the charge transport is mainly of
electronic nature.

Discussion concerning the electrical conductivity
results of the studied clays

A comparative study of electrical conductivity
has been conducted to better understand the electri-
cal transport mechanism. Fig. 14 shows the variation
of Ln (o x T) vs 1000/T for the two clay mineral
samples.

According to our results, it appears clearly that
electrical conductivity of the 1:1 halloysite clay
sample, has a much higher electrical conductivity
value than 2:1 illite 1t-1, there is about a factor 1000
between the values of conductivity regardless of the
temperature  considered (example at 727°C,
Ohakass= 102 Q% cm™, o1 = 5,4x10° Q™ .cm™). This
electrical conductivity is probably closely related (i)
to the microstructural of the clay mineral. In all cas-
es, the values remain below 1 which is consistent
with the works of Kaya, 1999 [32]. The author noted
that normalized electrical conductivity values are < 1
for kaolinite of Georgia and > 1 for bentonite, de-
termined at various water contents and NaCl concen-
trations; (ii) to the dimensions of the cell that seem
to play an important role in the mobility of the
charge carriers (cations) present in the interlayer
spacing of illite and kaolinite samples. From our
point of view, the decrease of electrical conductivity
of illite with respect to halloysite, is mainly related
to the structure of this mineral. It is well known that
illite is a 2:1 clay mineral with potassium (K) in the
interlayer that restricts shrinking and swelling. Po-
tassium ions bind to the oxygen plane of the basal
tetrahedral layer of adjacent units and are not ex-
changeable ions. The displacement of cations (main-
ly Na" ions which are mobile than other cations in
interlayer spacing is slowed by the presence of K*
ions of greater size creating a steric blocking effect
and therefore, the activation energy of the motion
process increases resulting in a decrease of the ionic
conductivity. Moreover, the presence of K* ions can
alter the distribution of Na* in the different available
sites. The conductivity may also decrease due to
decrease of the number of mobile ions. About hal-
loysite, things are otherwise, it has one layer of sili-
con atoms and one layer of aluminum layers in 1:1
structure. It is non-expanding clay mineral and dif-



ferent layer are held together by hydrogen bonding
which occurs between the plane of basal oxygen
atoms within a tetrahedral sheet and the plane of
hydroxyl group within the octahedral layer. In the
case of halloysite sample, the mobility of cations
(essentially Na* ions in the interlayer) is high lea-
ding to a decrease of the activation energy of the
motion process and subsequently to an increase of
the ionic conductivity. In any case, more studies are
necessary to clarify these points and to locate the
Na" ions in the structure of these clay minerals.

CONCLUSION

The electrical conductivity measurements per-
formed on the two clay minerals show that the mo-
bility of the cations in interlayer spacing (mainly
Na®) is mostly influenced by the structure of these
materials. In illite sample, some Na® ions are less
mobile, due to the presence of K* ions, leading to a
decrease in the number of species participating in
the conduction process which explains the decrease
of ionic conductivity of this clay mineral when com-
pared to kaolinitic sample.
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JuarpaMMbl UMIIEaHCa 110 LENU MEPEMEHHOTO TOKa
WCIIOJIB30BAIUCH Ul aHaIM3a DIEKTPUYSCKUX XapaKTe-
PHUCTHK BYX Pa3HOBUIHOCTEH TIMHUCTBIX MUHEPAJIOB M3
TyHuca — rajutocuTa ¥ WUINTA, ¢ COOTHOLICHHEM CETOK
1:1 u 2:1, cOOTBETCTBEHHO, B 3aBUCHMOCTH OT TEMIIEpa-
typHoro pexxuma: 80-800°C. PeanbHas 1 MHUMasT 4acTu
KOMIUICKCHOT'O COIIPOTUBJICHUA MPEACTABJIICHbBI B BHUJC
CJIEZIOB TMOJYOKPYKHOCTEH Ha KOMIUIEKCHOM TJIOCKOCTH.

3a uckmouenneM mwumrta It-1, To ects BToporo u3 uccie-
JIOBaHHBIX 00pa3LOB IVIMH, IPEICTABICHHBIE JHarpaMMbl
MOJTBEPXKIAIOT HAIMYME KaK OOBEMHOr0, TaK M 3€pHO-
rpann4Horo 3¢dekra npu temneparype 600°C u Bbiie.
OTMeuaercsi, 4TO 00OBbEMHOE CONPOTHBIICHHE Marepualia
MIOHIDKACTCSl TPH TOBBILICHWM TeMIeparypsl. JlaHHbIe
CIEKTPOCKOIIMU MMIIEIaHCa CBHECTEIBCTBYIOT O JTUIJIEK-
TPUYECKOW peJaKcali, KoTopas BbINagaeT M3 ypaBHe-
Hus [JleGas. Kak BumHo w3 mmarpamm HaiikBucra, mis
000uX MCCIEAOBAaHHBIX 00pa3IoB — rajulIOCUTa W WIUINTA,
XapakTepeH OTPUIATENbHBIH TeMIepaTypHbIi Ko3hhu-
IIUEHT CONpPOTUBIIEHNA. B paboTe mpencTaBiIeHs! pe3yib-
TaThl aHaIN3a OOBEMHOTO 3JIEKTPHUYECKOTO COMPOTHUBIIE-
HUSI M DHEPrUU aKTHBAIMU Uil 00OMX HMCCIIENOBaHHBIX
oOpasnoB. [na winura It-1, 3HaueHUs SHEpruM aKTHBa-
I[MH, ONpeAeIsIeMble C MOMOIIBIO JHarpaMMm YAeJIbHOU
MPOBOAMMOCTH TI0 NEPEMEHHOMY TOKY M aOCOJIOTHOTO
3HAYEHMs, OYEHb OJM3KH. JTO TOBOPHT O BO3MOXKHOU
JIOJTOBPEMEHHOW  TOJBM)KHOCTH ~ HOCHTENeH  3apsaa
(MOHOB) C HCIIONB30BAHMEM MPBDKKOBOIO MEXaHH3Ma
MIepeHoca 3JIEKTPUIECTBA TPH OoJiee BBICOKHUX TEMIepa-
Typax. C apyroil cTopoHsl, st 00pas3oB rayIOCHTa U3
ropona Kaccepun (TyHHC), C WCIIOIB30BAHHEM aHATIH3a
a0COJIIOTHOTO 3HAYEHHS, MOXHO AOIyCTUTb, YTO IPOILEC-
CBHl TIEpEHOCA 3JIEKTPUIECTBA, BECbMa BEPOSTHO, UMEIOT
ANIEKTPOHHBII XapakTep. Yacrora penakcalud COOTBET-
CTBYET ypaBHEHHIO AppeHuyca, IpHUeM 3HAuYeHHs dHEp-
I'MU aKTUBAallMd HECPaBHHMMBI CO 3HAYCHUSIMH, HaiiJieH-
HBIMH JJ151 Y/I€IEHOHN ITPOBOANMOCTH.

Kniouesvie cnoea. xaonunum, unium, npbIHCKOBbIU
MeXauu3M, aHAaau3 HOAHOU NPOBOOUMOCU, YOeTbHAS
INEKMPONPOBOOHOCb.



