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Hydration effects on thermal transitions and
molecular mobility in Xanthan gum
polysaccharides†

Sokratis N. Tegopoulos, a Aristeidis Papagiannopoulos b and
Apostolos Kyritsis *a

In this work, the xanthan gum (XG) polysaccharide is studied over a wide range of temperatures and

water fractions 0 r hw r 0.70 (on a wet basis) by employing differential scanning calorimetry (DSC)

and broadband dielectric spectroscopy (BDS). The investigation reveals that the critical water fraction for

ice formation is about 0.35. Glass transition temperature (Tg) was determined through calorimetry

experiments for all the samples studied. Water acts as a strong plasticizer, i.e., decreasing Tg, for water

fractions up to about 0.35. A secondary (local) relaxation process is recorded in both dry and hydrated

samples, which is sensitive to the presence of water molecules. This fact indicates that this process

originates due to the orientation of small polar groups of the side chain, or/and due to the local main

chain dynamics. Two types of long-range charge transport processes were resolved. The first is related

to the conductive paths being formed via bulk-like ice structures (at high hydration levels), whereas the

second can be attributed to proton mobility via the hydrogen bond (HB) network of non-freezing water

existing in XG. Interestingly, this process is exactly the same in all the hydrated samples with hw 4 0.25.

With respect to the sample with hw = 0.27, a Vogel–Tammann–Fulcher (VTF)-like polarization process

has also been recorded which seems to be related to long-range charge mobility via interconnected

water clusters. As far as we are aware, this is the first time that XG is studied in terms of glass transition

and molecular mobility over a wide range of hydration levels combining DSC and BDS techniques.

1. Introduction

Polysaccharides are among the most important organic molecules
in nature. Their primary structure exhibits great diversity in terms
of composition, molecular weight, and configuration. This fact
results in an almost infinite number of chemical structures and
conformational properties. If the role of hydration content is also
taken into account, it can be assumed that additional variability
may occur.1 Hydrocolloids are a special class of polysaccharides
that contain many hydroxyl groups and therefore can bind water
molecules.2

Xanthan gum (XG) is an extracellular hydrocolloid of high
molar mass (106–107 Da) which is secreted by the bacterium,
Xanthomonas campestris.3,4 The XG backbone consists of a
b-1,4-glycosidic bond-linked main chain and a trisaccharide

side chain successively containing D-mannose (b-1,4), D-glucu-
ronic acid (b-1,2) and a terminal D-mannose which contains a
pyruvic acid residue linked via a keto group to the 4 and 6
positions.5 It is an anionic polyelectrolyte whose charge origi-
nates from the side-chain mannose group and glucuronic
residues.3,6 XG is used in a wide range of applications in the
food industry7–9 and biomedicine.5,10 As a natural polysac-
charide, XG offers some very important advantages such as
biodegradability, biocompatibility, and nontoxicity.11–13

Water plays a vital role in biological processes and is
essential to life and human activity. This is because water
significantly affects the catalytic chemical reactions of biopoly-
mers and also acts as a medium that determines the dynamics
and structure of biopolymers.14–17 During the last few years,
water and its role in the functionality of biopolymers have
attracted much attention. The effect of water on biopolymers’
viscoelasticity, glass transition, and origin of water–carbo-
hydrate interactions is still of particular interest.3 When a
polymer is in a glassy state, the rotation around bonds between
successive monomers in the polymer backbone is impossible.
Therefore, the backbone remains rigid and the viscosity of the
system is very high at B1012–13 Pa s. The addition of water
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lowers the glass transition temperature (Tg) as water acts as a
plasticizer that enhances the mobility of the macromolecules.
However, for many ‘‘ordered’’ biopolymers (polysaccharides
and globular proteins), a clear glass transition is not always
observed through calorimetry or the transition step is very
broad.3,18,19 However, there is no doubt anymore that bio-
polymers behave the same as synthetic high MW polymers.20

It is well established that water molecules in close proximity
to biomolecules significantly affect the morphology and
dynamics of the macromolecules, while the hydrogen bond
(HB) network they form and participate in differs remarkably as
compared to that of bulk water. Therefore, the properties of this
so-called interfacial or hydration water may reveal specific
features of water–polymer interactions.15,21–25 Among other
issues, the non-freezing fraction of adsorbed water,18,26,27 the
confinement of water molecules28,29 and the process of ice
formation at sub-zero temperatures and the dynamics in par-
tially crystallized water mixtures30–37 are topics that provide
insight into the properties of hydration water. Especially for
polysaccharides, it is known that a small amount of water
significantly affects the Tg of the hydrated polysaccharide by
disrupting inter-molecular hydrogen bonds. In addition, it is
suggested that when water molecules act as plasticizers, some
degree of alignment of the saccharide units is induced (for
water contents up to 25%, which is nonfreezing water).21,25,38

Over the last few years, there has been a significant increase
in the number of studies concerning XG in aqueous solutions,
whereas the order–disorder transition of XG has been widely
discussed in the literature.9,39–44 In contrast, only a limited
amount of work about the glass transition and other thermal
transitions of XG gum can be found in the literature. Yoshida
et al.45 studied the phase transitions of the XG–water system
using differential scanning calorimetry and reported that the
glass transition was found below �73 1C in samples with water
content (hd) between 0.4 and 2.0 (on a dry basis). Another
transition has been also found in the high-temperature range
(B30 1C, depending on the hd) that was attributed to the
transition from the mesophase to the isotropic liquid state
and was detected only in the samples with low water content.
In the same context, another work on XG gels reported that a
sol–gel transition was observed in the temperature range of
47 1C depending on the molecular weight.39 The glass transi-
tion was also found at temperatures below �73 1C in samples
with high water contents, the Tg being decreasing with increasing
hd and reached a minimum at hd = 0.5. As far as we are aware, this
work includes the only phase diagram of the XG gum-water
system including the glass-transition, cold-crystallization tem-
perature, melting temperature, and liquid–crystal–liquid transi-
tion temperature that has been reported so far. Some other
works46 are in line with the concept that Tg decreases with an
increase in water content, as moisture acts as a plasticizer and
significantly alters the Tg in amorphous solids but disagree on
the values of Tg (in the aforementioned work, Tg varied from
�16 1C to �23 1C with increasing water content). In contrast,
Raschip et al. also worked on XG–water systems in a wide range
of hydrations but no clear glass or melting transitions

associated with XG were observed over the temperature
range of the experiments (from �60 1C to +120 1C).47 Finally,
Kocherbitov et al.48 studied the hydration properties of XG gum
and used a modulated DSC method over a temperature range
from �40 1C to +120 1C to detect thermal transitions and
reported that the glass transition of dry XG gum is at 60 1C.

Given the above information, there are some controversial
results regarding even the existence of a glass to liquid transi-
tion or the water content dependence of Tg in XG gum. There-
fore, the aim of the present work is to study the thermal
transitions of XG and the effects of hydration over a wide range
of temperature and water content using differential scanning
calorimetry (DSC) and broadband dielectric spectroscopy (BDS)
techniques and the investigation of the organization of the
absorbed water within the polysaccharide. To the best of our
knowledge, it is the first study on XG molecular mobility and
hydration properties over a wide range of temperature and
water content using different experimental techniques.

2. Experimental
2.1. Materials and sample preparation

XG gum from Xanthomonas Campestris was purchased from
Sigma-Aldrich (product number G1253). The molecular weight
is estimated to be 106 Da. For both DSC and BDS experiments,
the different hydration levels of the samples, which were in the
form of compressed pellets, were achieved by exposure to
saturated atmospheres of salt solutions of specific relative
humidity, RH (33, 65, 75, 85, 95, and 98%) in sealed jars for
5–6 days to equilibrate to constant weight. We should clarify
that the RH of air is defined as the ratio of air vapor pressure to
its saturation vapor pressure.49 The hydration level of the
samples is expressed in terms of water fraction, hw, on a wet
basis, using the following equation (eqn (1)):

hw ¼
mwater

m
(1)

where m is the mass of the hydrated sample, mwater = m � mdry

is the mass of water inside the sample and mdry is the mass of
the dry sample. Masses were measured using a Bosch SAE 200
balance with 10�4 sensitivity. The hydrations (hw) that have
been achieved were between 0.07 and 0.70. Complete dehydra-
tion of the samples was achieved by storing them in a sealed jar
containing phosphorus pentoxide for 6 days.

2.2. Differential scanning calorimetry (DSC)

DSC experiments were performed using a TA Q200 series DSC
instrument. High-purity helium was the purge gas (selected
flow was 25 mL min�1) and indium was used for calibration
regarding temperature and enthalpy calculations. Measure-
ments were performed on samples of B15–20 mg using stan-
dard Tzero aluminum pans and aluminum hermetic lids to
avoid the evaporation of water inside the samples. DSC standard
scans were performed at a cooling/heating rate of 10 1C min�1,
while the temperature range was from room temperature
(B25 1C) to �150 1C (cooling) and vice versa (during heating).
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In addition, for temperature modulation DSC (TMDSC) runs, an
amplitude �1 1C with a period of 60 s and a heating rate of 2 1C
min�1 were selected, while the temperature range was from
�100 1C to 100 1C. Tg was estimated using the ‘‘half extrapolated
tangents’’ method using TA Universal software, while enthalpies
of crystallization and melting, DHcr, DHm respectively, were calcu-
lated by integrating the area of each peak.

2.3. Broadband dielectric spectroscopy (BDS)

For BDS measurements, the hydrated samples were placed
between finely polished round electrodes (brass plates) forming
a planar capacitor of 10 mm diameter. The complex dielectric
function (dielectric permittivity) e*( f ) = e0( f ) � ie00( f ) was
determined as a function of frequency ( f ) in the range 10�1

to 106 Hz at temperatures from �150 1C to 40 1C on heating in
steps of 10 1C using a Novocontrol Alpha analyzer. Dielectric
isochronal measurements were also performed during cooling
at three preselected frequencies (103, 104 and 105 Hz) in order
to monitor any crystallization event that may occur. The tem-
perature was controlled to better than 0.5 1C employing a
Novocontrol Quatro cryosystem.

Fitting results

To evaluate and interpret dielectric behavior most effectively,
raw data were analyzed by fitting model functions. More
specifically, the Havriliak–Negami (HN)50–52 equation (eqn (2))
was used for the analysis,

e� fð Þ ¼ e1 þ
De

1þ if

f0

� �aHN
� �bHN

(2)

where f0 is the characteristic frequency related to the frequency
of the maximum e00, eN represents the value of e0 for f c f0, De is
the dielectric strength (magnitude), and aHN and bHN are the
shape parameters of relaxation for the width and symmetry,
respectively.

3. Results and discussion
3.1. Differential scanning calorimetry (DSC)

In Fig. 1, DSC curves obtained during cooling (a) and heating
(b) are presented. The inset graph in (a) illustrates the crystal-
lization events of the samples with the highest hydration levels
(hw = 0.36 and hw = 0.70). It is worth mentioning that all the
samples with low levels of hydration (hw = 0.07–0.27) did not
exhibit water crystallization. Therefore, there was an amount of
water inside the samples that did not crystallize at subzero
temperatures (Table 1). The non-freezing water is the water
fraction that does not participate in ice formation and is
estimated by employing eqn (3):

hnon-fr = hw � hcr-w (3)

where hcr-w is the water fraction that crystallizes and is deter-

mined by the relation hcr-w ¼
DHm

DH0
with DH0 = 333.5 J g�1 being

the enthalpy of melting of hexagonal bulk ice.53,54

With respect to the heating curves in Fig. 1(b), it can be seen
that ice melting peaks are detected only for two samples, as
expected, while an endothermal step is barely seen in some
curves at the selected scale. To distinguish the step for each
curve, one needs to focus on the suitable temperature range.

Fig. 2(a) represents DSC heating curves in the glass transi-
tion temperature region. Regarding water and its effect on glass
transition, it acts as a strong plasticizer, facilitating the mobi-
lity of the polymeric chains resulting in a gradual and steady
decrease of Tg as water content increases. The dotted lines
denote either the onset and final temperature of the endother-
mic step or the temperature where the signal deviates from the
baseline of each heating curve. Both the dry sample and the
hydrated samples with the low water contents (hw = 0.07 and
0.17) do not seem to exhibit glass transition in the temperature
range of the other samples. Therefore, for the aforementioned
samples along with the dry sample, and to ensure whether
glass transition exists or not, apart from standard DSC runs,

Fig. 1 (a) Comparative DSC cooling curves of XG samples at various hydration levels. The inset cooling curves correspond to the samples for which
water crystallization occurs during cooling (hw = 0.36 and 0.70). (b) DSC heating curves for all the XG samples. Melting of ice occurs only for the two
samples with the highest hydration values. The heat flow (in mW) has been normalized to the sample mass (W g�1) in all standard DSC scans. Orange: dry,
black: hw = 0.07, blue: hw = 0.17, cyan: hw = 0.24, green: hw = 0.27, purple: hw = 0.36, red: hw = 0.70.
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temperature modulation DSC (TMDSC) experiments were also
performed. This option provides improved sensitivity especially
for detecting weak transitions because it measures not only the
total heat flow (as in traditional DSC) but also its reverse heat
capacity component separating this contribution from others
of kinetic nature. Interestingly, the Tg endothermic step is
recorded for the dry sample at 105 1C (Fig. 2b). In the same
figure, we present the corresponding signal for the samples
with hw = 0.07 and 0.17. It is remarkable that a small amount of
water results in a decrease of Tg by B55 1C. With respect to the
other samples, the existence of the endothermic step that is
associated with the glass transition of the polysaccharide is
clearer for the samples with hw = 0.24 and 0.27 (Fig. 2a).
In Table 1, we summarize the characteristic values from all
the events that have been recorded during DSC scans.

The phase diagram of Fig. 3(a) was drawn using the data
from Table 1. The graph gives information on the water content
dependence of Tg, crystallization and melting temperatures,
Tcr, and Tm respectively. It can be observed that Tg follows a
downward trend and decreases sharply as the hydration level
increases up to the value of hw = 0.36 which corresponds to a
RH of 95%. This behavior of the experimental data follows the
trend indicated by the Fox equation55 (eqn (4))

1

Tg
¼

wðXG dryÞ
Tg;ðXG dryÞ

þ
wðwaterÞ
Tg;ðwaterÞ

(4)

which connects the Tg of the sample with the Tg and weight
fraction, w, values of each component. As can be seen in Fig. 3a,
the fitting is very good, taking into account the data up to water
content hw = 0.27; however, it should be mentioned that the
parameter Tg (water), i.e., the Tg of pure water, has the value of
110 K, below the value of 135 K which is the suggested value for
bulk water.56–58 Fig. 3(b) describes how hydration water affects
Tg and heat capacity increment at the glass transition, DCp.
In general, DCp increases with hw in the water content range
where water molecules act as plasticizers and decreases with
increasing hw at higher hydration levels.

3.2. Broadband dielectric spectroscopy (BDS)

In Fig. 4, the temperature dependence of the real part of
dielectric permittivity, (e0), during cooling and heating for
all the samples recorded at f = 105 Hz is presented. It can be
observed that the coincidence of the response during cooling
and heating is perfect in the whole temperature range only for
the samples with the lower hydration levels (hw = 0.07–0.24).
As for the samples with higher hydration levels (hw = 0.27–0.70),
the signal does not perfectly match during cooling and heating,
indicating some rearrangements of water organization with
temperature changes. More specifically, for the samples with
hw = 0.36 and hw = 0.70, we observe a sudden drop of e0 during
cooling at about �20 1C, which denotes a first-order transition
(ice formation). However, below that temperature, the signals

Table 1 Materials under investigation and characteristic values

hw

Tg (1C) DCp (J g�1
1C�1) Tm (1C) Tcr (1C) DHm (J g�1) DHcr (J g�1)

hnon-fr-w(�0.5) (�0.02) (�0.5) (�0.5) (�1) (�1)

0 105 0.12 — — — — —
0.07 50 0.04 — — — — —
0.17 �23 0.76 — — — — —
0.24 �46 0.88 — — — — —
0.27 �57 0.77 — — — — —
0.36 �81 0.48 �5 �21 54 47 0.20
0.70 �94 0.30 �1 �20 141 134 0.28

Fig. 2 (a) DSC heating curves focusing on the Tg region are demonstrated. Water seems to act as a strong plasticizer, resulting in a decrease in Tg with
increasing water content. (b) Results from temperature-modulated DSC measurements that were performed to separate the thermal events and especially,
glass transition, for the dry sample and the two samples with the lowest water content (hw = 0.07 and 0.17). The lines represent the reversing Cp.
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merge. On the other hand, the response of the sample with hw =
0.27 deviates at about 3 1C during cooling and the two
responses (during cooling and heating) merge again at about
�70 1C, below the calorimetric glass transition temperature
detected during calorimetric measurements (�57 1C). In the
low-temperature range, the signal is almost identical for all
the samples during cooling and heating as expected because
polysaccharide chains are immobilized. In the inset of Fig. 4,
data for the sample with hw = 0.36 are presented for two
additional frequencies (f = 104 and 103 Hz), showing the
existence of the sudden drop of e0 at each curve, i.e., a drop
that is independent of the monitoring frequency. This fact
confirms that a first-order transition (ice formation) occurs
during cooling, not only for this sample but also for the sample
with the highest hydration level (hw = 0.70).

Fig. 5(a) illustrates e0 and Fig. 5(b) e00, isothermal data, for
the dry XG sample. The data from this sample were chosen to

be presented separately so that the information is not elimi-
nated due to scaling. In Fig. 5(a) we can see that the dielectric
response is in general low but there is an upward trend with
increasing temperature. In Fig. 5(b), it can be seen that at low
frequencies and for temperatures above 50 1C, a wide and
symmetric peak can be detected within the experimental win-
dow range; however, values are rather low confirming that the
dielectric response of this sample is quite low. Nevertheless,
since this sample does not contain water, we can assume
that this peak (centered at about 20 Hz at �30 1C) corresponds
to a relaxation of side polar groups of the polysaccharide
that shifts to higher frequencies with increasing temperature
(process Idry).

In the next part of this section, we deal with all the other
samples except the dry one. At T = �110 1C (Fig. 6a), we can
see that there is only a slight increase of e0 for the samples with
hw = 0.07–0.24, whereas e0 increases more rapidly for the rest of
the samples (hw = 0.27–0.70) as the water content increases.
Looking at the dielectric loss shown in Fig. 6(b), it is observed
that at �110 1C, at least one relaxation process has already
entered the experimental window for all the samples, while for
those with the highest hydration levels, at least two relaxation
processes have been detected. For the three samples with the
lowest water content (hw = 0.07, 0.17, 0.24), a wide and sym-
metric peak is detected at the lower part of the frequency range
centered at about 0.1, 1, and 10 Hz, respectively (process I).
Concerning the sample with the next highest water content
(hw = 0.27), the spectra become more complex: the process I is
still recorded but with higher intensity, while another faster
relaxation process (process Ia) could be seen at higher frequen-
cies, centered at about 103 Hz as revealed by the fitting
procedure. For both samples with the highest water content,
the spectra are rather complex: the peak that is related to the
relaxation of ice formed during cooling was detected at about
1 Hz (hw = 0.36) and 15 Hz (hw = 0.70). The fitting procedure in
the spectrum of the sample with hw = 0.36 has also revealed
another relaxation process, (process I) though its peak is not
clear due to the superposition with the ice relaxation peak.

Fig. 3 (a) Phase diagram of the hw dependence of Tg, Tcr, and, Tm, (b) hydration water dependence of Tg and heat capacity variation at the
glass transition, DCp. The red solid line represents the result of the fitting procedure using the Fox equation.55 For a fully hydrated sample (hw = 1),
i.e., pure water, the Tg value was estimated to be 110 K, below the generally accepted value which is B135 K.

Fig. 4 e0 recorded isochronally at the frequency f = 105 Hz during cooling
(closed symbols) and recorded isothermally during heating (open symbols)
for all the samples. In the inset graph, we focus on the sample with
hw = 0.36 and we show the sudden drop of e0 in all three frequencies
(103, 104, 105 Hz) at the same temperature (�20 1C), which denotes that a
first-order transition occurs during cooling (ice formation).

PCCP Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

8 
D

ec
em

be
r 

20
23

. D
ow

nl
oa

de
d 

on
 2

/1
7/

20
26

 4
:1

7:
16

 P
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3cp04643e


This journal is © the Owner Societies 2024 Phys. Chem. Chem. Phys., 2024, 26, 3462–3473 |  3467

In addition, looking at the spectrum of the sample containing
the maximum amount of water, a double (as revealed by the
fitting) and fast relaxation process can be observed, centered
at about 2k Hz (process Ia).

At �70 1C, (Fig. 6c) the dielectric permittivity increases
with hw except for the sample with the lowest water content

(hw = 0.07) whose signal remains almost unchanged in the
whole frequency range. Regarding the sample with the next
higher water content (hw = 0.17), there is only a slight increase
in the low-frequency regime, meaning that there is a limited
number of charged species that can follow the changes of the
electric field and therefore contribute to the polarization

Fig. 5 Frequency dependence of (a) e0, and (b) e00 for the dry XG sample at selected temperatures indicated in the plots.

Fig. 6 The frequency dependence of e0, and e00 at two indicative temperatures, (a) and (b) �110 1C, (c) and (d) �70 1C. Symbols at (a)–(d): squares:
hw = 0.07, circles: hw = 0.17, triangles left: hw = 0.24, triangles up: hw = 0.27, triangles right: hw = 0.36, triangles down: hw = 0.70.
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process. The response of the next sample (hw = 0.24) follows
an upward trend, whereas this increase is more significant
at frequencies lower than 50 Hz. The dielectric loss spectra
(Fig. 6d) of the three aforementioned samples revealed the
same process (I) recorded at �110 1C, with the difference that
the peak of the relaxation is shifted to higher frequencies, as
expected. Of particular interest is the behavior of the sample
with hw = 0.27 because a Vogel–Tammann–Fulcher (VTF) relaxa-
tion process (namely process IIccr) has been recorded during
BDS measurements. As can be seen in Fig. 6(c), e0 increases
already in the high-frequency range, while a step is detected
between 101 and 103 Hz. This step in the dielectric permittivity
spectrum is accompanied by a peak in the same frequency
region in the dielectric loss spectrum (Fig. 6d). As it will be
shown later, this peak is probably related to the conduction
current relaxation mechanism. As for the two samples with the
highest water content (hw = 0.36, 0.70), we can see that e0

increases sharply at low frequencies implying the activation
of strong, interfacial polarization processes. It is worth men-
tioning that in the low frequency range (0.1–1 Hz), another
process has been recorded for the samples with hw = 0.27 and
hw = 0.36 (process III).

In Fig. 7, we focus on the sample with hw = 0.27. Though this
particular sample does not exhibit water crystallization events
either in the DSC measurements (Fig. 1a and b), or in the
isochronal dielectric measurements during cooling (Fig. S3
in ESI†), interestingly, it behaves similarly to the samples that
crystallize upon cooling. More specifically, in Fig. 7(a) is
shown the temperature dependence of e0, recorded at frequency
f = 1 MHz, for all hydrated samples and obviously e0 values
of the sample with hw = 0.27 follow an upward trend during
heating similar to the two samples with the highest water
content, i.e., with the samples that contain the ice phase. It is
worth mentioning that this sample exhibits a strong polariza-
tion process, called process IIccr, which is shown in Fig. 7b.
This process can be monitored already at �90 1C and so clearly
only for this water content. In Fig. S4 in ESI,† are shown the
real, e0, and imaginary, e00, parts of the dielectric permittivity

recorded in the temperature range of �70 1C up to �10 1C, for
the samples with hw = 0.24, 0.27 and 0.36, respectively. For the
comparison, it is obvious that process IIccr is observed only for
water contents around 0.27. This process may be related to
specific features of the hydrogen bond network of absorbed
water, just before the formation of the crystalline phase (water
phase separation) that occurs at higher amounts of adsorbed
water. In the following section, we will deal with this polariza-
tion process.

Fig. 8 illustrates an example of the fitting procedure for two
samples with hw = 0.27 and hw = 0.70 at �90 1C. For hw = 0.27, a
broad peak (process I) is detected centered at about 103 Hz,
while a second peak (process IIccr) can be observed at about
10�1 Hz. Concerning the other sample with hw = 0.70,
a relaxation peak centered at about 200 Hz, related to the ice
relaxation, is observed together with a second weak process
(relaxation Iaii) centered at about 104 Hz. This process can be
resolved at very low temperatures (low-T double peak).

We now turn our attention to the time scale of all the
relaxation processes recorded and the corresponding dielectric
strength De. Fig. 9 outlines the results of the analysis of BDS
spectra obtained on the samples with low hydration levels
(dry up to hw = 0.27) by showing the Arrhenius plot for the
mean relaxation times of all relaxation processes detected (a),
as well as the corresponding diagram for their dielectric
strength (b). Starting with the Arrhenius plot in Fig. 9(a),
it can be seen that process I exhibits Arrhenius-like tempera-
ture dependence and is detected in all the samples. The fact
that this relaxation is observed not only in the hydrated
samples but also in the dry ones, allows us to conclude that
this is a secondary relaxation process of polar-hydrophilic
groups of the polysaccharide, that is, this process is related
either to the local main chain dynamic or/and to the side group
motions (b-relaxation). Our data reveal a strong impact of water
molecules on the dynamics of process I. Indeed, the process
becomes faster with increasing water content, especially for low
water contents, while its magnitude increases with increasing
water content. Many dielectric studies on hydrated polymers

Fig. 7 (a) Temperature dependence of e0 at f = 1 MHz, (b) e00 for the sample with hw = 0.27 at selected temperatures. The arrow is a guide to the eye and
indicates the shift of the process IIccr peak to higher frequencies with increasing temperature.
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revealed the existence of similar relaxation processes that are
based on the local mobility of the matrix and are enhanced by
the absorbed water molecules becoming faster and increasing
in strength gradually with the increase of water content. The
evolution of this low temperature relaxation with the increasing
hydration level has revealed an interplay between a local
dielectric relaxation mode of polar groups on the macromole-
cular chains interacting with water molecules and a relaxation
process originated in the reorientation of water molecules

themselves (the main secondary relaxation process of water or
n-process) above a critical water content.59–63

For the samples with higher water fractions, a saturation of
plasticization is observed, i.e., the first hydration shell has been
established. For comparison purposes, in Fig. 9(a), we have
added the bottom limit for the time scale of the secondary
process in bulk water (n-process).57 If we focus on the sample
with hw = 0.27, we can see that there is an additional activated
process (process IIccr) that shows (VTF) temperature depen-
dence, which is typical of cooperative relaxation processes.
Nevertheless, given that the calorimetric Tg was found in
different temperature ranges (as is indicated in Fig. 9a), this
process could not be associated with a-relaxation. It is also
interesting to comment that the dielectric strength of process
IIccr (Fig. 9b) increases with decreasing temperature close
to the calorimetric Tg. As for the low-temperature relaxation
(process Ia), it follows the Arrhenius law with a very low
activation energy (0.11 eV) and its dielectric strength is rather
low. We speculate that this process is related with a particular
form of water organization but more experimental studies are
needed for the clarification of the origin of this peak. It is worth
mentioning that similar relaxations have been recorded in
other biopolymers.59 To further investigate the origin of pro-
cess IIccr, the corresponding relaxation times were calculated
using the following empirical Barton-Nakajima–Namikawa
(BNN) relation (eqn (5)):

tBNN ¼
pDee1
s0

(5)

where De is the dielectric strength of process IIccr at a given
temperature, s0 is the dc conductivity at this temperature and
eN is the dielectric constant at high frequencies. In eqn (5),
p is usually close to 1.60,64,65 The BNN polarization process
may appear due to charge accumulation in media that are
characterized by structural local disorder and exhibit long

Fig. 8 Dielectric loss, e00, as a function of frequency at �90 1C for the
samples with hw = 0.27 and hw = 0.70. Concerning the first sample, the
green short dash line refers to process I, while the green long dash line
corresponds to process IIccr. As for the second sample, the dashed line
shows the peak corresponding to ice dielectric relaxation. The short dash
line represents the Iaii (low temperature) fast relaxation process. For both
samples, the solid lines represent the sum of all contributions (fitting
curves). The solid lines at the right part of the graph represent the low-
frequency wing of the processes Ia for the sample with hw = 0.27 and Iai for
the sample with hw = 0.70.

Fig. 9 (a) Arrhenius plots of mean relaxation times of processes recorded on the samples with low hydration levels (hw = 0–0.27). At low temperatures,
processes Ia (triangles) and I (squares) can be seen. At the high temperature, regime process III is recorded (rhombuses). Furthermore, process
IIccr (circles with a cross) of the sample with hw = 0.27 which follows a VTF temperature dependence can been seen. For comparison, we have also
added the bottom limit for the time scale of the secondary process in bulk water (n-process), whereas the dotted line shows the dielectric response of
hexagonal ice Ih. (b) The corresponding dielectric strength of the processes.
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range charge conduction (dc conductivity). The calculated tBNN

values together with the experimental relaxation time values
estimated by our fitting process for the specific relaxation
process are shown in Fig. 10. Interestingly, the coincidence of
the calculated values and the experimental points is very good
indicating that, indeed, process IIccr is related to such a
conductivity current relaxation mechanism. At higher tempera-
ture, another relaxation process is recorded (process III) that
follows the Arrhenius law and its dielectric strength increases
with increasing temperature.

Concerning the two samples that contain ice phases and
have the highest hydration levels (hw = 0.36 and 0.70), Fig. 11
illustrates the Arrhenius plot for the mean relaxation times (a),
and the dielectric strength of the processes recorded (b).
It seems that two almost identical fast relaxation processes are
recorded for the sample with hw = 0.70 (marked as Iai and Iaii).
These processes have a time scale similar to process Ia that has

been recorded for the sample with hw = 0.27 (Fig. 9a). Considering
process Iaii, it has the same activation energy as Ia (Table 2).
For both samples, process II is related to the relaxation of ice that
has been formed during cooling and is monitored during BDS
measurements. For comparison, in Fig. 11(a) is also shown the
trace of the dielectric relaxation time reported in the literature,
illustrating the relaxation process in bulk hexagonal ice, Ih.59,66

As for the sample with hw = 036, except for the aforementioned
process II, we can also see another faster relaxation (namely
process I), which might be the same secondary relaxation process
of polar-hydrophilic groups that has been recorded for all
the samples with lower hydration levels (dry up to hw = 0.27).
Interestingly, an additional process has been recorded (process
III) with a trace that coincides with that of the same process of the
sample with hw = 0.27.

In Fig. 11(b), we present the corresponding dielectric
strength for each process that has been recorded. We can see
that the values of De for process I of the sample with hw = 0.36
are almost coincident with the values of the same process that
has been recorded in the samples with low hydration levels
(Fig. 9b). Processes Iai and Iaii are characterized by almost
constant De values in the low-temperature range. However,
a gradual decrease is observed at �110 1C and �90 1C,

Fig. 10 Arrhenius plots for the mean relaxation times for the sample with
hw = 0.27. Using the red stars, we present the time scale of the corres-
ponding BNN-type polarization process.

Fig. 11 (a) Arrhenius plots of mean relaxation times of processes recorded on the samples with the highest hydration levels (hw = 0.36 and 0.70), (b) the
corresponding dielectric strength De.

Table 2 Activation energy, Eact (eV), of the Arrhenius equation for the
relaxations monitored in all the samples. (an uncertainty of �0.01 eV is
estimated using the fitting procedure)

hw

Process

Idry I Ia Ia (i) Ia (ii) ice

dry 0.74
0.07 0.66
0.17 0.54
0.24 0.52
0.27 0.50 0.11
0.36 0.44 0.34
0.70 0.19 0.11 0.42
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respectively, for the dielectric strength of process II (ice relaxa-
tion), it is more or less stable with De values B60–80, which are
typical values for ice relaxation. In the high-temperature range,
a fluctuation of the values is observed. De values of process III
become higher with increasing temperature like the corres-
ponding values of this process for the sample with hw = 0.27,
but with higher values.

In Table 2, the activation energies of all processes recorded
are presented. We should highlight that the values for pro-
cesses Idry and I are quite high for a local relaxation of side
chain hydroxyl groups. Nevertheless, similar values have been
previously reported in the literature. More specifically, Montes
et al. who studied secondary relaxations in amorphous cellulose
reported Eact = 85 kJ mol�1 (0.88 eV), which decreases with
increasing water content e.g., Eact = 60 kJ mol�1 (0.62 eV) for the
sample with water content 6 w/w%.67 According to Heijboer,
these activation energies are too high to ascertain that
only lateral groups are responsible for these relaxations and
it is clear that these processes could not correspond to the
glass transition. Therefore, they may also be associated
with localized motions of the main chain.68,69 Furthermore,
Panagopoulou et al. reported Eact = 0.67 eV for the secondary
relaxation on the dry BSA sample, a value which also decreases
with increasing water content.59 At this point, it is useful to
mention that given that there is a strong correlation in the
dynamics of the polysaccharides and of biopolymers in general,
the different modes of molecular motions are not independent
of each other and it is therefore difficult to assign the relaxation
process found experimentally to the corresponding orienta-
tional processes on the molecular level.

From the frequency dependence of the real part of conduc-
tivity in s0(f) plots, like those shown in ESI,† Fig. S1(a), we are
able to estimate the dc conductivity values which allow us to
create the dc conductivity Arrhenius plot presented in Fig. 12 by
plotting s0 values at the frequency in which a dc plateau is
observed at a given temperature, as a function of 1000/T, for
each isothermal curve. There are some interesting features
worth mentioning. To start with, a low temperature and mid-
frequency conduction process that is of Arrhenius type is
recorded in the sample with the highest water content (hw =
0.70) with low activation energy (Eact = 0.16 eV). This process
can be attributed to the crystalline ice phase, i.e., conducive
paths are created via the bulk-like ice structures. At higher
temperatures, we can see that another dc conduction process is
established in the low frequency range. This dc conduction
process is recorded similarly in all the samples with water
content hw Z 0.27, at least in the temperature range from
�60 to�10 1C. For all the samples, this process is characterized
by almost the same activation energy, Ea = 0.78–0.90 eV. This
behavior allows us to assume that similar conduction processes
for the charge carriers exist in all the samples, at this tempera-
ture range, providing the existence of a specific network of
the adsorbed water molecules. Given that we have recorded a
low-temperature conduction process that can be associated
with the presence of the ice phase in the sample with hw = 0.70,
we assume that above �80 1C (approximately), similar charge

transport processes are possibly activated via the HB network of
the existed non-freezing water fraction that is almost constant
(0.20–0.28) irrespective of the total water content. Such rather
high apparent activation energies have been also observed in
other water containing systems53,70,71 and may be attributed to
the specific features of the HB network of the interfacial water
and the particular mechanism for the proton transfer.72,73

4. Conclusions

This work aimed to study XG gum, in terms of glass transition
and molecular mobility over a wide range of hydration
(hw varied from 0 to 0.70) by employing DSC and broadband
BDS techniques. More specifically, DSC measurements were
carried out to investigate thermal events and to estimate Tg.
BDS experiments were conducted to study the dielectric beha-
vior of the polysaccharide and the activated conduction pro-
cesses and the way water affects the aforementioned processes.

At the hydration levels of this study, we found that the
samples under investigation contain either only non-freezing
water, or an additional amount of water that can crystallize
during cooling. This means that depending on the water
content, there is an amount of bound water, clustered water
and bulk-like water that can form a separate phase at subzero
temperatures. The critical water fraction for ice formation was
found as hw = 0.35. Tg which is associated with a-relaxation was
recorded for all the samples studied during standard DSC
experiments. To provide improved sensitivity, and to detect
any weak glass transition, apart from the standard DSC scans,
we have also performed TMDSC measurements, in particular
for the dry one and the two samples with the lowest water
contents (hw = 0.07 and 0.17). These experiments revealed that

Fig. 12 Arrhenius plots for the dc conductivity recorded in the three
samples with the highest hw. The dash lines are a guide to the eye showing
the temperature dependence of the conductivity processes. A low tem-
perature process has been recorded for the sample with the highest water
content (hw = 0.70). At higher temperatures, another conductivity process
can be seen which is interestingly almost identical for all the samples. For
the sample with the second highest water content, (hw = 0.36), another
process has been detected but with lower conductivity values.
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though the glass transition was not recorded during standard
DSC scans, these samples are also subjected to glass transition.
As shown in Table 1, there is a strong water content depen-
dence of Tg, e.g., the dry sample undergoes glass transition at
105 1C, while a very small amount of water (hw = 0.07) results in
a remarkable decrease of Tg by 55 1C. This decrease is expected,
as water molecules act as strong plasticizers, and Tg decreases
with the increasing water content of the samples.

With respect to the BDS experiments, a secondary relaxation
process (namely process Idry, process I) has been detected in all
the samples, including the dry one, except the sample with the
maximum water content. This finding allows us to assume
that this relaxation process is related to the relaxation of
polar-hydrophilic groups of the polysaccharide that is being
plasticized by water molecules. Consequently, we believe that
processes I and Idry can be attributed either to the side groups
(D-mannose groups, D-glucuronic acid) or/and to the local
motions of the main chain (hydroxymethyl groups –CH2OH).
This interpretation is also driven by the strong plasticization of
this particular process by water, which has been observed in
biomolecules where the plasticization of the matrix is accom-
panied by the acceleration of the local molecular mobility.
Concerning the sample with hw = 0.27, a VTF-like relaxation
process has been recorded (process IIccr). This process is
controlled by the long-range dc conductivity, which is influ-
enced by the conductivity current relaxation mechanism, as
shown in Fig. 10 and by using the BNN relationship. A fast but
weak process (namely process Ia) has been also recorded for
this sample that follows an Arrhenius behavior with low activa-
tion energy (0.11 eV) and its origin remains unclear. Another
process (III) has been also recorded for this sample that follows
an Arrhenius law. As for the two samples with the highest water
content (hw = 0.36 and 0.70), the fitting procedure revealed the
peak that is related to ice relaxation. Furthermore, process I,
i.e., the same process that has been recorded in the samples
with lower hw, was also identified for the sample with hw = 0.36,
while two additional but low energy processes (Iai and Iaii) have
been recorded for the sample with hw = 0.70. Process III was
recorded for the sample with hw = 0.36 at high temperatures.

Concerning the dc conductivity of the samples, our mea-
surements reveal that two types of long-range charge transport
processes are activated. The first one has its origin in the
conductive paths that can be formed through the bulk-like
ice structures in the low-temperature range (T o �110 1C) and
are detected only for the sample with the highest water content.
Taking into account that the second process was recorded at higher
temperatures (T 4 �85 1C) in all the samples with hw Z 0.27,
we conclude that this common charge transport process is realized
via the HB network of the non-freezing clustered water molecules
and its characteristics are independent of the hydration level.

As far as we are aware, it is the first time that XG is studied
in terms of glass transition and molecular mobility in a wide
range of temperatures, frequencies, and water fractions using
DSC and BDS techniques. To conclude, the results of our
measurements reveal that the molecular mobility of XG mole-
cules is strongly affected by the presence of water molecules.
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