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lonogels offer huge potential for a number of applications including wearable electronics and soft sensors.
However, their synthesis has been limited and often relies on non-renewable or non-biocompatible
components. Here we present a novel two-component ionogel made using just deep eutectic solvents
(DESs) and cellulose. DESs offer a non-volatile alternative to hydrogels with highly tuneable properties
including conductivity and solvation of compounds with widely varying hydrophobicity. DESs can be
easily made from cheap, biodegradable and biocompatible components. This research presents the
characterisation of a series of soft conductive gels made from deep eutectic solvents (DESs), specifically
choline chloride-urea and choline chloride-glycerol, with the sole addition of TEMPO-oxidised cellulose
nanofibrils (OCNF). A more liquid-like rather than gel-like conductive material could be made by using

the DES betaine—glycerol. OCNF are prepared from sustainable sources, and are non-toxic, and mild on
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Accepted 2nd March 2021 the skin, forming gels without the need for surfactants or other gelling agents. These DES-OCNF gels are

shear thinning with conductivities up to 1.7 mS cm~t at ~26 °C. Given the thousands of possible DESs,

DOI: 10.1039/d0na00976h this system offers unmatched tunability and customisation for properties such as viscosity, conductivity,
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Introduction

Conductive gels offer promising applications e.g. as soft
sensors, in energy storage, and wearable electronics.'” Hydro-
gels with ionic species have some potential in this area.
However, they suffer from dehydration due to evaporation when
exposed to the air which limits their applications and lifespan.®

Ionogels offer a solution to the dehydration issue by using
non-volatile ionic liquids instead of water as dispersing
media.®® Ionic liquids are molten salts that are liquid at room
temperature. They have been combined with polymers such as
poly(vinyl alcohol),” poly(ethylene glycol) diacrylate”*® and
polysaccharides such as chitin, guar gum and agarose to create
conductive gels.*" The properties of these gels vary depending
on the polymer and ionic liquid used, which allows tuning and
tailoring of the gels to the intended applications. However,
there are two main issues with ionic liquid based ionogels that
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prevent wider application. Firstly, many of the synthesis
methods may require energetically costly processes, e.g. heating
at 100 °C for 10 hours, and the ionic liquids themselves can be
costly and time-consuming to make."* Secondly, ionic liquids,
and their preparation, can be toxic or generate toxic waste," so
ionic liquids must be carefully chosen when seeking ionogels
for potential applications in healthcare, personal/home care or
foodstuffs.

Deep eutectic solvents (DESs) are a subclass of neoteric
liquids, like ionic liquids, which are made of a hydrogen bond
donor and a hydrogen bond acceptor.”® This subclass are often
easier to make than many ionic liquids (simple mixing of
components in mild conditions), and can be made of cheap and
widely available components, such as food additives, with no
waste products from synthesis due to 100% atom utilisation.'***
Thus, deep eutectic solvents can be cheap, green, non-toxic and
biodegradable."®'” Deep eutectic solvents have a hydrogen
bonded nanostructure that persists, even after addition of
water.'®"

Due to its novelty, research on conductive gels using deep
eutectic solvents (aka eutectogels) is limited. Some works have
used deep eutectic solvents as plasticisers for starch or cellulose
to create conductive films with improved mechanical proper-
ties.”**> Others have used DESs as polymerisation media, e.g. of
2-hydroxyethyl methacrylate>** or poly(ethylene glycol) dia-
crylate, to obtain eutectogels. Eutectogels have also been made

© 2021 The Author(s). Published by the Royal Society of Chemistry
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using amino acids and choline-chloride/phenylacetic acid-
based DESs.>® A very promising eutectogel was made with
choline chloride-ethylene glycol and gelatin, which had high
conductivity and good mechanical properties.> However, this
method required heating to 70 °C and subsequent refrigeration.
In order to be more environmentally friendly, we are interested
in making gels using plant-based materials, rather than gelatin
which is sourced from animal tissue and therefore may raise
religious or ethical concerns, and using processes that rely on
mild conditions, giving potential for future incorporation of
sensitive molecular species.

Partially oxidised cellulose nanofibrils (OCNF) (Fig. 1)
produced via TEMPO-mediated oxidation have a large aspect
ratio (5-10 nm cross-section and 100 nm to several pm in
length). A high negative surface charge (—60 mV in { potential),
due to the carboxyl groups on the fibril surface, makes it easy to
obtain stable dispersions of these fibrils in water.>”*® These
fibrils and related products have been extensively characterised
in previous studies and so are not analysed further here.>”**
Previous work has demonstrated rheological modification and
gel formation using OCNF by our group and many others in
aqueous systems, including in the presence of co-solutes (salt
and surfactants) and co-solvents (alcohols) or with changes in
the solvent (pH and temperature).?”?**>*° The biocompatibility
of OCNF was recently reviewed and it was found to have low
toxicity even in oral application.** Gels utilising OCNF have
shown successful drug penetration across pig skin,** and OCNF
particles have been studied as potential drug carriers.*?

The work presented here examines the formation of eutec-
togels using OCNF, exploring the use of OCNF as a rheological
modifier in non-aqueous media. The effect of changing either
the hydrogen bond donor (choline chloride or betaine) or the
hydrogen bond acceptor (glycerol or urea) of the DES on gel
properties is explored, along with the effect of temperature.
Temperature is an important factor to consider as different
applications may require different temperatures, and the effect
of changing temperature on gel properties should be
understood.

The three DESs chosen provide adequate comparison of the
effects of changing either the hydrogen bond donor or the
acceptor for these preliminary results. Future work will expand
to a larger library of DESs to even better elucidate the effect of
each DES component.” Furthermore, the chosen DES compo-
nents are generally considered harmless as per the safety data
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Fig. 1 Chemical structures of the DES components and partially oxi-
dised cellulose nanofibrils (OCNF) used in this work.
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sheets and several toxicity studies."”” However, as with any
chemical, cytotoxicity varies significantly depending on
concentration, cells tested against, and the specific combina-
tion of components and this would have to be taken into
consideration for any clinical applications.'®'7*3-4>

We found good gel formation with tuneable properties and
straightforward synthesis.

Experimental

TEMPO-mediated oxidation was used to produce partially oxi-
dised cellulose nanofibrils as previously described.””*® These
were obtained as in our previous work as a ca. 8 wt% solids
paste in water.**** The degree of oxidation of these fibrils is 25%
(number of carboxylate groups compared to total anhy-
droglucose units), as determined by conductometric titration.*®
The fibrils are 4-12 nm in diameter (reflecting their elliptical
cross section) and with an average length of 160 + 60 nm, as
measured by TEM.*

Dialysis against deionised water (18.2 MQ cm) removed
residual salts and preservatives from OCNF. The OCNF was then
freeze-dried and resuspended to 1.5 wt% in deionised water
before dispersal by sonication (Ultrasonic Processor, FB-505,
Fisher - 550 W), at 30% amplitude with 1 s on 1 s off pulses,
for ~1 hour or until the dispersion became transparent.

Three deep eutectic solvents were used. Choline chloride-
urea (ChCl-U) was synthesised by combining choline chloride
(Sigma, =98%) and urea (Sigma, =99.5%) at a 1 : 2 mol ratio.
Betaine—glycerol (betaine-Gly) was synthesised by combining
betaine (Sigma, =99%) and glycerol (Sigma, =99%) in
a 1:2 mol ratio. Choline chloride-glycerol (ChCI-Gly) was
synthesised by combining choline chloride and glycerol in
a 1:2 mol ratio. All these DESs were stirred at 50 °C to form
a homogenous liquid and then placed in a freeze-dryer to
remove any residual water.

Addition of dried OCNF directly to the DESs was not possible
as the strong gelation made subsequent uniform dispersion of
the fibrils by simple mixing unfeasible. Therefore, each DES was
combined with an equal weight of 1.5 wt% OCNF in water,
mixed thoroughly, and then freeze-dried to remove the water. In
all cases the water content of the final gel was =2 wt%.

Rheological measurements of each sample were conducted
using a stress-controlled Discovery Hybrid Rheometer, Model
HR-3 (TA Instruments) equipped with a sand-blasted 40 mm
parallel plate geometry. Measurements were made at 25, 45 and
65 °C using a Peltier unit (£0.1 °C). Measurements were made
as follows: frequency sweeps were performed at 0.1% strain
covering an angular frequency from 0.01 to 50 rad s, ampli-
tude sweeps were performed at a fixed angular frequency of 6.28
rad s~ " across a strain range from 0.01 to either 100% or 1000%.
Flow sweeps were performed at shear rates from 0.01 to 1 s~
due to the early onset of edge failure and normal force effects,
flow sweeps could not be measured at shear rates higher than 1
s~'. The DESs on their own are Newtonian fluids and were not
further investigated.

SAXS measurements were performed on an Anton-Paar
SAXSPoint 2.0 provided by the Material and Chemical
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Characterisation Facility (MC?)*” equipped with a copper source
(Cu Ka, 2 = 1.542 A) and a 2D EIGER R series Hybrid Photon
Counting (HPC) detector. The sample-detector distance was
556.9 mm covering ¢ range of about 0.008-0.4 A~*. The DESs on
their own were loaded into 1 mm quartz capillaries, while the
DES-OCNF mixtures, because of their gel-like nature, were
loaded into paste cells with polycarbonate windows. Data was
collected in one frame, with 900 s exposure, then processed.
Scattering from an empty cell was used for background
subtraction. Fitting was performed using SASView (version
4.2.1, see http://www.sasview.org/for more information)
(models detailed in ESIf). Measurements of the DES-OCNF
mixtures were made at 25, 45, and 65 °C using a Peltier unit
(£0.1 °C) for temperature control.

Conductivity measurements were made using a Mettler
Toledo SevenMulti™. The mixtures were gradually heated from
room temperature (~26 °C) to ~65 °C and conductivity
measurements taken at regular intervals. Measurements were
taken in triplicate for each temperature.

Results and discussion
Rheology

All three of the chosen DESs, choline chloride-urea (ChCI-U),
choline chloride-glycerol (ChCl-Gly), and betaine-glycerol
(betaine-Gly), are viscous liquids on their own, but addition of
OCNF to any of them resulted in immediate thickening. In the
case of ChCl-Gly and ChCI-U, self-standing physical gels
formed with OCNF after water removal by freeze-drying. For
betaine-Gly with OCNF a sticky and highly viscous liquid
formed after freeze-drying.

Addition of salt to dispersions of OCNF in water at such high
ionic strengths as are present in these DESs results in aggre-
gation and precipitation of the fibrils.*® It is interesting to note
that such precipitation does not occur in these DESs, suggesting
that interactions beyond simple electrostatic shielding are
present.

These visual observations are further supported by the
rheological measurements. As shown in Fig. S1-S3,T G’ (storage
modulus) and G” (loss modulus) of the mixtures made with
OCNF and either ChCl-U or ChCI-Gly had only small frequency
dependence and in all cases, G’ was significantly higher than
G".In contrast, G’ and G” of the sample made with betaine-Gly
had much greater frequency dependence and a G’ and G” cross-
over present in the frequency range measured. This cross-over
shifted toward lower frequencies with decreasing temperature,
indicating an increased relaxation time. A functional definition
of a gel, in rheological terms, is where G’ and G” are not
frequency dependent over a significant frequency window, and
that G’ > G”.*® Such rheological behaviour is normally observed
in chemical, or permanent, gels, where the gel network is
maintained by permanent or long-lived connections such as
covalent bonds. However, it can also be observed for the so-
called physical gels, where the gel network is maintained by
transient or short-lived connections. In this case, a small degree
of frequency dependence is observed.* Therefore, based on the
above rheological measurements it is likely that the mixtures of
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OCNF with both ChCl-U and ChCl-Gly formed physical gels
with transient or short-lived connections, while OCNF mixed
with betaine-Gly formed a liquid, albeit a very thick and viscous
one.

Tan(¢) is the ratio of G” to G’ and is an easy way to compare
the ratio of the viscous to elastic behaviour in these systems. It
is a convenient value for following changes in gel properties
while ignoring frequency-dependent changes. Tan(é) was taken
from the frequency sweep curves (Fig. S1-S31) at an angular
frequency of 6.28 rad s~ * (equivalent to 1 Hz). Tan(d) values less
than 1 are associated with more gel-like behaviour. The lower
the value, the more predominant the solid, or elastic,
contribution.

As shown in Fig. 2, the tan(6) of all three mixtures decreased
with increasing temperature. When looking at the individual
contributions of ¢’ and G” in the frequency sweeps, G”
decreased to a greater degree than G’ with increasing temper-
ature. This indicates the dissipative processes, responsible for
G", are more easily disrupted by increasing temperature, thus
reducing G”, while leaving G’ more or less unchanged and
increasing overall brittleness of the systems. In typical gels
formed from aggregated rods kept together via intermolecular
interactions, an increase in temperature would be expected to
lead to an increase in tan(d), as these interactions would be
disrupted by the temperature increase. However, we note that
for OCNF in water, an increase in G’ occurs upon heating,*
causing a transition in tan(d) to values below one (i.e. the system
gels), so the decrease in tan(d) is not unusual for suspensions of
this material. In water this is attributed to the decrease in water
dielectric constant upon heating, altering the extent of electro-
static screening in the system, which enables greater aggrega-
tion of the fibrils,** allowing gelation, or strengthening gels
which already exist. Similar effects may be also important in
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Fig. 2 Tan(d) of 1.5 wt% OCNF with either ChCl-U, ChCIl-Gly or
betaine—Gly at 25, 45, or 65 °C. Error bars are derived from the stan-
dard deviation of duplicate measurements.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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these OCNF eutectogels since the dielectric constants of ChCl-U
and ChCI-Gly have similarly been shown to decrease with
increasing temperature.®® Other relaxation processes may also
be occurring. For example, if configurational entropy*® is
a relevant contribution to G, it would lead to a tan(d) decrease
with increasing temperature such as is observed here, as
entropic elasticity increases with temperature. This is a likely
explanation, but further certainty regarding gel structure
cannot be obtained from rheological measurements alone.

In the frequency sweeps (Fig. S1-S371) there appears to be
a bigger change between 25 and 45 °C than between 45 and
65 °C. It is likely that the changes in gel structure which cause
a change in G’ and G' are more significant in the lower
temperature range and so further heating causes less obvious
changes.

As expected, based on visual observations, the samples made
with betaine-Gly had much higher tan(6) values than samples
made with ChCl-U or ChCl-Gly. In contrast, samples made with
either ChCI-U or ChCl-Gly had very similar tan(é) values at each
temperature, with the values for ChCI-U being slightly lower.

In water, 1.5 wt% OCNF at 25 °C forms a viscous liquid with
a tan(0) of approximately 1.3 (calculated from data shown in
Fig. S47), which is the same as for the betaine-Gly system pre-
sented here, but much higher than that of the ChCl-U and
ChCI-Gly systems. This suggests that interactions between
OCNF and these two DESs are causing gelation and thickening,
but that the same degree of networking is not occurring in the
betaine-Gly system.

In water, the tan(d) of OCNF dispersions can be decreased by
addition of salt which facilitates closer association and
networking of fibrils, leading to increased gelation.*® Thus,
charge screening is a key mechanism for gelation of OCNF
dispersions. The main difference between ChCl-Gly and
betaine-Gly is that in choline chloride the charges are physically
located in two independent ions, choline and chloride, whilst
the betaine molecule carries both charges. In addition, the
betaine molecule has a carboxylic group while the choline
molecule has a hydroxyl group. Thus, the charge interactions of
these two compounds will differ. It is possible that the choline

35
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cation is better able to interact with the carboxylate groups of
the OCNF fibrils, thus preventing fibril-fibril electrostatic
repulsion and resulting in increased gel-like properties as is
observed upon addition of salt to aqueous dispersions of
OCNF.**

Amplitude sweeps are used to examine the linear viscoelastic
region and also to determine the yield strain of a system. For
this research, the yield strain is defined as the point of strain at
which G’ and G” cross-over in the amplitude sweep. These
sweeps are presented in the ESI (Fig. S5-S77).

Fig. 3 shows the yield strain and yield stress for OCNF
mixtures with ChCl-U and ChCI-Gly at different temperatures.
The yield values for OCNF with betaine-Gly could not be
determined because G’ and G” do not cross within the yield
strain region measured, as expected as this mixture did not
form a gel. Similarly, 1.5 wt% OCNF in water does not have
a measurable yield strain or stress in the region measured. Both
the yield strain and yield stress of the ChCI-Gly mixtures are
consistently higher than that of ChCl-U mixtures at a given
temperature. This suggest that in ChCI-Gly the system is more
elastic and stronger than the ChCI-U system.

Both yield stress and yield strain decreased with increasing
temperatures for both DES:OCNF mixtures. However, the large
errors, due to high batch-to-batch variation and loading, should
be noted.

These gels have more favourable rheological properties than
that found previously for eutectogels. For example, the yield
strain for gels made with ChCI-U and ChCl-Gly are higher, and
the tan(o) values of these gels is much lower (<0.2), than that
obtained previously for gels made with choline chloride-
phenylacetic acid and the r-amino acids isoleucine and trypto-
phan.?® This may be because OCNF is made of long fibrils which
are much more able to form a persistent three dimensional
network than the single amino-acid residues used in the
previous study.

One of the most useful rheological measurements for
industrial applications is viscosity, especially across a range of
shear rates. Fig. 4 shows the flow curves for OCNF in ChCI-U at
different temperatures. The flow curves of the OCNF-DES

500

400 {

® ChCI-Gly + OCNF
® ChCI-U + OCNF

Pa)
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1 ]
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100 } }
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Fig. 3 The yield strain (left) and yield stress (right) values of 1.5 wt% OCNF with ChCl-U or ChCl-Gly at 25, 45, or 65 °C. Error bars are based on

the standard deviation of duplicate measurements.
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Fig. 4 Flow curves of 1.5 wt% OCNF in ChCl-U at 25, 45, or 65 °C.
Error bars are based on the standard deviation of duplicate
measurements.

mixtures with ChCl-Gly and betaine-Gly are shown in Fig. S8
and S97 at different temperatures. In all cases, the viscosity
decreases with increasing shear rate. This ‘shear-thinning’ is
a favourable gel property for many applications as it makes the
material easy to apply but it will then hold its structure. This
viscosity decrease for the mixture with betaine-Gly is signifi-
cantly less (not even one order of magnitude), than for ChCl-U
or ChCl-Gly mixtures, both of which decrease by two orders of
magnitude across the measured shear range.

For all three DESs, the viscosity decreases with increasing
temperature, although this effect is weak in mixtures with
ChCI-Gly. It is possible that large variations between measure-
ments are masking the effect of temperature. These large vari-
ations occurred because flow sweeps were difficult to control as
even at relatively low shear rates (1 s~ '), the samples ‘climbed
out’ from beneath the plate, a phenomenon which is known for
viscoelastic fluids, where configurational entropy is an impor-
tant contribution to elasticity, e.g. polymer melts.*>* The viscosity
of the three pure DESs are known to decrease with temperature,
as discussed elsewhere.””* For example, ChCl-Gly decreases
from 1.4 Pa s at 20 °C to 0.069 Pa s at 60 °C while ChCI-U goes
from 1 Pa s to 0.054 Pa s across the same temperature range.>>>
Fig. 5 shows the viscosity of the OCNF:DES mixtures at a single
shear rate. Across all temperatures, ChCl-Gly had the highest
viscosity, followed by ChCl-U, with betaine-Gly having a much
lower viscosity, consistent with it being predominantly a liquid
rather than a gel, as discussed above.

As these are soft physical gels rather than chemically cross-
linked gels, mechanical measurements such as tensile and
compression tests are not appropriate.

The DES-OCNF gels showed distinctive and peculiar differ-
ences when compared with the expected behaviour of aqueous
OCNTF gels. For example, edge failure was observed at relatively
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Fig.5 Viscosity of 1.5 wt% OCNF in ChCl-Gly, ChCl-U or betaine-Gly
at a shear rate of 0.1 s~* at different temperatures. Error bars are based
on the standard deviation of duplicate measurements.

small shear rates (1 s ). This behaviour is normally associated
with concentrated polymer dispersions, and is not an expected
behaviour of nanofibril dispersions. As mentioned earlier in the
text, the temperature dependence of G’ also suggests confor-
mational entropy as a relevant elastic process, which is also
associated with polymeric dispersions.*® Thus, one possible
explanation is that these OCNF dispersions are behaving
somewhat like polymer solutions.

Under shear, polymer chains are known to stretch and
disentangle, and as a way to minimise entropy, will migrate to
regions of lower shear, exerting a stress normal to the surface of
the geometry in the process of migrating.>® This provides
a possible explanation for the peculiar behaviour observed for
the DES-OCNF gels. As a general rule of thumb, cellulose
derivatives with free -OH groups are not soluble in water, due to
formation of a strong and extensive network of inter-cellulose
hydrogen bonds,*® thus aqueous OCNF gels behave as particle
gels. However, DES formation relies on species capable of
extensive hydrogen bonding. Therefore, it is possible that the
DESs are competing with the inter-cellulose hydrogen bonding
and partly solubilising the OCNF fibrils, to a degree where
patches of entanglements associated with the fibril network are
present, which was observed in cases of partial solubilisation of
cellulose.”®

Furthermore, OCNF is composed of mixed crystalline or
amorphous regions and previous work has shown that DESs can
reduce the crystallinity of cellulose.** Previous papers have also
shown that ChCl-U and ChCl-Gly can solubilise small
concentrations of cellulose, although this usually required
extensive heating.”” Alternatively, it is also possible that the
choline cation is reacting with the carboxyl portions of the
OCNF, such ester formation is known in the literature.>® This
would modify the cellulose fibrils, potentially leading to zwit-
terionic fibrils, and possibly disrupting the fibril surface

© 2021 The Author(s). Published by the Royal Society of Chemistry
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structure while also modifying fibril-fibril interactions. For
example, some fibrils could retain the negative carboxylate
group while others will have the positive ammonium group,
leading to strong fibril-fibril association. Water is also released
during the condensation reaction, which may modify the solu-
bility of the Na" ions in these solutions. Additionally it is known
that choline undergoes degradation via a polymerisation route,
forming poly(ethylene glycol) (PEG) species with time.*® The
presence of PEG oligomers may also alter the rheological
response of the choline chloride containing gels compared to
those containing the betaine species.

While the above hypothesis fit with the data, it is impossible
to be certain of structural features based just on the rheological
data and there may be other explanations. Further work is
required to better investigate the structure of these systems,
including identifying any reactions that might have occurred
and any changes to the crystalinity or flexibility of the cellulose
fibrils. The low concentration of OCNF particles in the gels
(1 wt%) prevents direct measurement of cellulose crystallinity in
these materials using powder XRD techniques on lab-based
sources, so synchrotron experiments would be required. Simi-
larly, in FTIR, the OCNF signals were obscured by signals from
the much more concentrated DESs.

SAXS

Small angle X-ray scattering was performed to get a better
understanding of the interactions and structure of these OCNF-
DES mixtures at the nanoscale. Fig. 6 shows the scattering
patterns of all three mixtures at 25 °C, 45 °C, or 65 °C. Fitting
parameters are given in the ESIL.}

None of the mixtures displayed changes in their small angle
scattering pattern with changes in temperature. Therefore, the

0.1

(Q)/cm

ChCI-Gly + OCNF 65 °C
ChCI-Gly + OCNF 45 °C
ChCI-Gly + OCNF 25 °C
ChCI-U + OCNF 65 °C
ChCI-U + OCNF 45 °C
ChCI-U + OCNF 25 °C
+ Betain-Gly + OCNF 65 °C
Betain-Gly + OCNF 45 °C
Betain-Gly + OCNF 25 °C ol
- - - OCNF in Water &

80 01 2 3 lll 56 I7 !IS 2 3
. -1

Q)
Fig. 6 SAXS patterns of 1.5 wt% OCNF in either ChCl-U, ChCl-Gly or

betaine—Gly at 25, 45, or 65 °C. 1.5 wt% OCNF in water at 25 °C is
shown with a pink dashed line. Fits are shown with solid black lines.

= 0.01

1 IIIIIII
seo )

0.001
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rheological and conductivity changes observed with increasing
temperature (and discussed above and below) are not a result of
structural changes at this length scale.

Previous research on OCNF dispersions in water, fitted small
angle X-ray scattering data using an elliptical cylinder model
representing the fibril, with a minor radius of 14 £ 1 A and
a major radius of 51 + 1 A.*® The pink dashed line in Fig. 6
shows the scattering pattern for 1.5 wt% OCNF in water. It is
almost identical to the scattering pattern of OCNF in betaine-
Gly and in both cases the data can be fit with an elliptical
cylinder model. The data for 1.5 wt% OCNF in betaine-Gly can
be fit with a minor radius of 16 + 2 A and a major radius of 53 +
6 A which is the same within the error of the fit for OCNF in
water.

In contrast, the data for OCNF in combination with ChCIl-U
or ChCl-Gly can be better fit with a flexible elliptical cylinder
model instead of a rigid one. This same flexible cylinder model
has been used previously by our group to model OCNF in water
in the presence of salt.*® This is because salt ions interrupt
fibril-fibril repulsion from the negatively charged carboxylate
groups and allow closer associations. This manifests as inter-
stices where fibrils cross, which in SAXS are indistinguishable
from flexible rods.

For OCNF in ChCl-Gly and ChCI-U, the minor and major
radii were much the same as the sample in betaine-Gly (see
Table 1), but with a flexible Kuhn length. This Kuhn length
could be varied from 100-200 A without significantly changing
the radii or the quality of the fit. This Kuhn length is similar to
that observed for OCNF in water with the addition of salt.*® It is
also the same as that reported for zwitterionic cellulose nano-
fibrils,* and so would be consistent with either the DES ions
allowing closer association of OCNF fibrils, or with choline
reacting with OCNF to create zwitterionic fibrils which can
associate more closely than purely anionic fibrils. If the data for
ChCl-Gly and ChCI-U are fit with a rigid elliptical cylinder
model then the major radii significantly increases to 80 + 10 A,
however the Chi2 values suggest this is not a suitable fit
(see ESIT).

The fact that the scattering pattern of OCNF in betaine-Gly is
almost indistinguishable from that of OCNF in water suggests
that the betaine-Gly DES is not having the same effect on the
fibrils as the choline chloride based ones. This could mean that
the zwitterionic betaine molecule is unable to negate the
repulsive forces between the OCNF fibrils. Alternatively, it could
indicate that the choline cation is indeed reacting with the
fibrils, something that betaine is unable to do. The presence of
separate charges (i.e. choline chloride compared to betaine) also
appears to have a significant influence on the conductivity of
these OCNF:DES mixtures.

Conductivity

There is a lot of interest in DESs for electronics and
batteries."*'?* Their ionic nature and non-volatility make them
ideal candidates for these applications. The mixtures presented
in this work offer a unique combination of non-volatility (so they
will not evaporate if left exposed to the air), and tuneable gel-like
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Table 1 Fitting parameters of 1.5 wt% OCNF in H,O, ChCl-U, ChCl-Gly, or betaine-Gly at 25 °C
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Model

Minor radius [A]

Major radius [A]

Kuhn length [A]

OCNF + H,0
OCNF + H,O + 0.1 M NaCI**
OCNF + ChCI-U

OCNF + ChCI-Gly

OCNF + betaine-Gly

Elliptical cylinder
Flexible elliptical cylinder
Flexible elliptical cylinder
Flexible elliptical cylinder
Elliptical cylinder

14 +1 51+1 N/A
14 +1 51+1 240 £ 20
16 £ 2 48+ 6 100-200
16 =2 51+6 100-200
16 £ 2 53+ 6 N/A

properties (so they can be applied as creams or gels, without the
risk of dripping that would come from liquid samples). Not only
that, but these gels are conductive. Fig. 7 shows the conductivity
of the DESs on their own and in combination with OCNF across
a range of temperatures. Errors reported here are based on the
reported instrumental error of 0.5%.

There is some inconsistency in the literature around the
conductivity of different deep eutectic solvents. It is possible
that this arises from the presence of small amounts of water
which could greatly increase conductivity due to decreased
viscosity and increased ion movement, or slight molar imbal-
ances in the DESs themselves, or inaccurate temperature read-
ings. The conductivity of ChCI-U at room temperature has been
reported as 1.8 mS ecm ™ *,** and ~0.4 mS cm™*,% while a value of
0.199 mS cm™ ' was reported at 40 °C.** We found the conduc-
tivity of ChCl-U at room temperature to be 0.4623 £ 0.002
mS cm~ ' which is within the range reported in the literature.
Similarly, the conductivity of ChCl-Gly at room temperature has
been reported as 1.4 mS cm ', ~1 mSem ' and 1.05 mScm *
at 20 °C.** We found the conductivity of ChCI-Gly to be 1.2273 +
0.002 mS cm ', again within the range reported in the litera-
ture. We were unable to find references for the conductivity of
betaine-Gly in the literature, but measured it at just 0.00461 £
0.00003 mS cm ™ * at room temperature which is consistent with
the lack of free small ions in this DES.

As shown in Fig. 7, the conductivity of all samples increased
with increasing temperature. This is most likely due to
a decrease in viscosity (as demonstrated in the above rheolog-
ical measurements).®>*®

?
5000 ¢ ChCI-U + OCNF
A CNCLGy+OCNF
ChC-Gly oA
.~ 40004 = ChCI-U
5 L)
]
2 3000
2 ¢,
2 'y
S
£ 2000 0
(&) A‘
1000 -

Temperature (°C)

The conductivity of both ChCl-U and ChCI-Gly increased
upon addition of 1.5 wt% OCNF (up to 1.661 + 0.008 mS cm ™"
and 1.4317 + 0.007 mS cm ™" respectively at room temperature),
although the conductivity of ChCI-U increased to a greater
degree. Meanwhile, the conductivity of betaine-Gly did not
appear to change at all upon addition of OCNF. An increase in
conductivity upon addition of OCNF is against expectations
because the increase in viscosity and gel-like nature of the DESs
with OCNF should decrease the ability of ions to move through
the sample. Therefore, some new process is taking place besides
the changes in viscosity. The OCNF used in this work is
a sodium salt. The sodium ions present on the OCNF could
increase the conductivity of samples, however, the fact that the
conductivity of the betaine-Gly mixture did not change suggests
that this is not the cause.

The nanostructure of DESs, especially ChCI-U and ChCI-Gly
has been well studied. Investigations involving addition of
water,'®®” and computer simulations of polymer solvation,*
have demonstrated unexpected disruptions and instabilities of
the DES network. In addition, the hydrogen bonding capacity of
cellulose is well known. Therefore, it is quite possible that both
glycerol and urea will preferentially interact with OCNF,
releasing Na“ from the fibrils and Cl~ from the DES, thus
creating more charge carriers and increasing conductivity. The
fact that no increase in conductivity is seen for betaine-Gly +
OCNF suggests that the release of Cl™ is much more significant
than the effects of Na".

Additionally, as discussed above, if the choline cation is
reacting with the OCNF fibrils, this would release Na' from the

g
@ Betaine-Glyerol
40 Betaine-Glyerol + OCNF
Tg )
P 304
=
_a, [ ]
z .
S 204
2
5 2
(&)
>
10 [
-

Temperature (°C)

Fig. 7 Conductivity of ChCl-U and ChCl-Gly (left) and betaine—Gly (right) with and without 1.5 wt% OCNF across a range of temperatures.
Measurements at each temperature were performed in triplicate on each sample, and all are plotted on the above graph, demonstrating the

consistency of the results.
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fibril surfaces, and liberate water during the reaction but would
not occur in the betaine-Gly, thus further contributing to the
higher conductivity of choline chloride based DESs with OCNF.

As shown in Fig. 7, the conductivity of ChCl-Gly changed less
than ChCI-U on addition of OCNF. This is probably a viscosity
effect. ChCl-U + OCNF has a much lower viscosity than ChCl-
Gly + OCNF (Fig. 5), which would in turn allow it to have greater
conductivity with the same number of free ions.

The conductivity of these gels is much greater than that of
similar systems presented in the literature. Other work using
starch and ChCI-U to make an elastic solid found a conductivity
of only 0.218 uS cm '.* Similarly, gels formed using
1,3:2,4-dibenzylidene-p-sorbitol (DBS) had conductivities of
~0.2 mS cm™ " when made with ChCI-U and 0.9 mS cm™ " when
made with ChCl-Gly.®®> Higher conductivities have been ach-
ieved in gels made from ChCl-ethylene glycol with chemically
cross-linked methacrylate polymers (5.7 mS em ™ ')* or using
gelatin (2.5 mS cm™').> However, chemical crosslinking of
methacrylates is a far more expensive and environmentally
damaging method of gel formation than using cellulose, and
the animal source of gelatin makes it less than ideal due to
ethical and religious concerns. It would be interesting to
measure the conductivity of gels made from OCNF with ChCl-
ethylene glycol as this DES already has a higher conductivity
than any of the three DESs explored in this research. Such
a mixture could have comparable conductivities to the above-
mentioned gels made with methacrylate and gelatin.

Conclusion

This research demonstrates a novel two-component eutectogel
made from DESs and nanocellulose fibrils. These gels are shear
thinning which makes them ideal for applications including
pumping and spreading. There was no evidence of gel break-
down or syneresis during any of the characterisation steps,
demonstrating their stability. Furthermore, the non-volatility of
the DESs means that these gels could be used in the open air
without risk of evaporation, including at elevated temperature.
These DESs may also allow applications at temperatures below
freezing as they can undergo vitrification. All of the components
tested in these gels have so far been found to be non-toxic and
non-hazardous and could therefore be used for pharmaceutical
gels and applications, for example as drug delivery vehicles on
the skin.
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