
This journal is©The Royal Society of Chemistry 2020 Soft Matter, 2020, 16, 2795--2802 | 2795

Cite this: SoftMatter, 2020,

16, 2795

Self-healing, luminescent metallogelation driven
by synergistic metallophilic and fluorine–fluorine
interactions†

Kalle Kolari,a Evgeny Bulatov, a Rajendhraprasad Tatikonda, a Kia Bertula,b

Elina Kalenius, a Nonappa *bc and Matti Haukka *a

Square planar platinum(II) complexes are attractive building blocks for multifunctional soft materials due to

their unique optoelectronic properties. However, for soft materials derived from synthetically simple discrete

metal complexes, achieving a combination of optical properties, thermoresponsiveness and excellent

mechanical properties is a major challenge. Here, we report the rapid self-recovery of luminescent metallogels

derived from platinum(II) complexes of perfluoroalkyl and alkyl derivatives of terpyridine ligands. Using single

crystal X-ray diffraction studies, we show that the presence of synergistic platinum–platinum (Pt� � �Pt) metallo-

polymerization and fluorine–fluorine (F� � �F) interactions are the major driving forces in achieving hierarchical

superstructures. The resulting bright red gels showed the presence of highly entangled three-dimensional

networks and helical nanofibres with both (P and M) handedness. The gels recover up to 87% of their original

storage modulus even after several cycles under oscillatory step-strain rheological measurements showing

rapid self-healing. The luminescence properties, along with thermo- and mechanoresponsive gelation,

provide the potential to utilize synthetically simple discrete complexes in advanced optical materials.

Introduction

Supramolecular chemistry involving metal–ligand (M–L)
coordination-induced self-assembly has opened new avenues
in the field of stimulus-responsive soft materials.1–3 This is
attributed to the possibilities to access a diverse range of metal
components (metal ions, clusters, and nanoparticles) and
rationally designed organic ligands with well-defined coordina-
tion sites.4,5 Among the metal components containing soft
materials, self-healing and stimulus-responsive metallogels
have gained considerable attention recently.6,7 The presence
of metal components alters the gelation process, gel strength,
mechanical properties, and morphological features.8–11 More
importantly, metal components also impart properties such as
conductivity, redox activity, magnetism, photophysical properties,

antimicrobial properties, and thixotropic behaviour.12–18 Further-
more, certain metal ions also serve as a source for in situ metal
nanoparticle formation.19–22 Therefore, metallogels find potential
applications in chiral recognition, light-emitting materials, soft
conductive materials, wearable electronics, energy storage, self-
healing devices, catalysis, and antimicrobial systems, and can act
as artificial enzyme mimics.23–27 Metallogels contain metal com-
ponents and organic components with appropriate binding sites.
Low molecular weight organic ligands, biopolymers and synthetic
polymers having functional groups such as carboxylic acid,
amines, thiols and alkynes have been used as coordination
sites for a diverse range of mono-, di-, and trivalent metal ions
(Ag+, Fe2+, Cu2+, Zn2+, Co2+, Ni2+, Pd2+, Pt2+, Fe3+, and Au3+),
metal clusters or nanoparticles,28–31 wherein a combination
of metal chelation and other non-covalent interactions such as
H-bonding, van der Waals interaction, electrostatic interaction,
p-stacking and metallophilic interactions has been explored
to achieve hierarchical self-assembly.32–34 Metallogels involving
low molecular weight organic ligands result in discrete
coordination complexes or coordination polymerization upon
complexation.19–22 When the gelation consists of the self-
assembly of discrete complexes, the supramolecular interac-
tions between the organic ligands act as the primary driving
force, whereas, for coordination polymerization-induced
gelation, the metal–ligand interaction forms the main driving
force.35,36 For supramolecular metallogels, the gelation can be
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induced by adding metal salt into a solution containing organic
ligands with appropriate binding sites or by dissolving a pre-
made metal complex. In the latter case, the main driving forces
are metallophilic (metallopolymerization) interactions along
with other supramolecular interactions of organic moieties.

Gold(III) and platinum(II) complexes are known to undergo
metallophilic interaction-induced self-assembly.37,38 Au(III) and
square planar Pt(II) complexes also offer unique optoelectronic
properties.39,40 The ability to undergo a dramatic colour change
upon self-assembly of Pt(II) complexes is attributed to the presence of
Pt� � �Pt interaction.41 Therefore, self-assembly of various mononuc-
lear and binuclear Pt(II) polypyridine complexes has been explored.
Examples include alkynylplatinum(II) complexes with terpyridine
ligands.42–44 Such complexes due to strong s-donating alkynyl
ligands have been shown to possess interesting aggregation
behaviour. Depending on the substituents, chiral and helical
morphologies, substitution dependent colour change, luminescence,
vapochromism, and vapoluminescence have been reported.45,46 Such
properties occur due to changes in weak metal–metal interactions,
p-stacking or hydrogen bonding upon exposure to vapour (analyte).47

Furthermore, features such as self-assembly-induced luminescence
provide promising applications in optoelectronics and in developing
vapochromic sensors. Platinum(II) complexes have also been shown
to form metallogels showing significant changes in the colour and
spectroscopic properties upon sol 3 gel transition.48 Though such
systems are known to form various superstructures, metallogelation
using Pt� � �Pt interactions is limited in the literature.

Another important non-covalent interaction is fluorine–fluorine
interaction. Fluorinated analogues of hydrocarbons have been
shown to exhibit simultaneous hydro- and lipophobicities, altered
aggregation behaviour, steric bulk, stiffness, stability, and lower
critical aggregation concentration.49 Therefore, organic ligands
containing fluorinated analogues of hydrocarbons offer a unique
opportunity to design materials with excellent material properties.
Recently, it has been shown that perfluoroalkyl substituted
4-aminophenyl-2,20,6,20-terpyridine can act as a metallosupramole-
cular gelator resulting in rapid self-healing and anion selectivity.50

The F� � �F interactions have been shown to affect the rheological
and mechanical properties of the metallogels. In this work, we
show that Pt(II) complexes of alkyl and fluoroalkyl containing
terpyridine derivatives undergo a synergistic Pt� � �Pt and F� � �F
interaction-driven self-assembly leading to rapid gelation. The
compounds also exhibit luminescence properties in their solid
state, gel state, and solution state. We demonstrate the rapid self-
healing of gels containing low solid contents with recovery up to
87% of their storage modulus values even after several cycles.
Morphologically, the gels contain a highly entangled 3D network
of helical fibres with both handedness.

Results and discussion
Crystal structures and transformations in the solid state

First, we discuss the synthesis and solid state properties of the
complexes studied in this work. The synthesis of ligands L1
and L2 and their platinum complexes {[Pt(L1)Cl]Cl} (1) and

{[Pt(L2)Cl]Cl} (2) was carried out following a reported literature
procedure (see Fig. 1 and ESI† for details and characterization
data).51,52 Yellowish plate-like single crystals suitable for X-ray
diffraction were obtained upon recrystallization of both the
metal complexes from hot ethanol. In their solid state struc-
tures, the complexes 1 and 2 show cationic square-planar units
self-assembled to form dimers (Fig. 1b and c) via Pt� � �Pt inter-
actions with a distance of 3.4096(5) Å for 1 and 3.3031(2) Å for 2,
respectively. These dimer units are further extended to form
supramolecular polymeric structures facilitated by p� � �p con-
tacts of terpyridine core. The cationic charges in both the
complexes are compensated by the presence of chloride anions.
The chloride counter ions are involved in hydrogen bonding
with ethanol molecules (i.e. solvate) thus filling voids in crystal
packing (Fig. S7 and S8, ESI†). Additionally, terpyridine sub-
stituents form lipophilic fluorine and hydrophobic phases in
the crystal packing of complexes 1 and 2, respectively. Due to a
severe disorder of perfluorinated substituents, the determina-
tion of the definite fluorine–fluorine distances remained a
challenge. However, the sphere-packing model for the solid
state structure of 1 indicates the presence of intermolecular
fluorine–fluorine contacts (Fig. 1d), forming lipophilic phases
in the crystal structures. In the case of complex 2, a similar
arrangement is observed, i.e. hydrophobic phases are formed
due to close packing of substituent chains between adjacent
molecules (Fig. 1e).

The yellow crystals of complexes 1 and 2 recrystallized from
ethanol underwent a colour change to orange when exposed to
air, presumably due to the evaporation of solvent molecules,
the crystals of 1 being noticeably less stable (Fig. 2a and Movies
S1, S2, ESI†). In both cases, the resulting orange solids are
amorphous, as confirmed by powder X-ray diffraction studies
(Fig. S9, ESI†). Upon drying under vacuum, a further colour
change to dark purple was observed for complex 1, whereas
complex 2 remained orange.

Fig. 1 Chemical structures and single crystal X-ray structures. (a) Chemical
structures of gelator molecules {[Pt(L1)Cl]Cl} (1) and {[Pt(L2)Cl]Cl} (2).
(b) X-ray single crystal diffraction-based dimeric structure of gelator 1
showing Pt� � �Pt interaction and (d) showing higher-order packing driven
by F� � �F interactions. (c and e) X-ray single crystal diffraction-based
dimeric structure of complex 2 indicating Pt� � �Pt interaction and higher-
order packing in the solid state.
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Fig. 2 shows the photographs and corresponding reflectance
and normalized emission spectra of solids of 1 and 2 in
different forms. The visual colour changes of the solids are
manifested in their reflectance spectra by the appearance of
shoulders at l E 515 nm and 530 nm upon transformations
from the yellow to air-dried orange forms of 1 and 2, respec-
tively. At the same time, luminescence emission bands of 1 and
2 decrease in intensity and undergo a redshift (lem = 590 - 650
and 525 - 630 nm, respectively). Vacuum drying results in a
further redshift of reflectance, with a broad reflectance band
being formed between l E 500 and 650 nm in the case of dark
purple 1. However, only a subtle band at l E 600 nm was
observed in the case of orange 2. The effect of vacuum drying
on the luminescence is also much stronger for 1, which dis-
plays no detectable emission, whereas the emission of 2 is only
slightly red-shifted compared to the air-dried form (Fig. 2b
and c). Intermolecular p� � �p and Pt� � �Pt interactions in stacked
terpyridine complexes of platinum(II) (Fig. 1) are known to alter
the photophysical properties of the complexes. Particularly,
metal to ligand charge transfer (MLCT) absorption and emis-
sion bands of single molecules change to more red-shifted
metal–metal to ligand charge transfer (MMLCT) bands within
the stacks. Therefore, the observed redshifts in reflectance and
emission spectra of 1 and 2 in the solid state upon drying are
attributed to the MMLCT bands. While the amorphous nature

of the orange forms prevents direct determination of their
molecular arrangements by X-ray diffraction methods, the
MMLCT bands indicate the presence of continuous Pt� � �Pt
interactions, in contrast with the dimeric units in the yellow
crystalline forms. Similar transformations between yellow and
red forms have previously been observed for other terpyridine
complexes.47,53

Aggregation in solution and gelation

After solid state characterization of complexes 1 and 2, we
studied the self-assembly behaviour in polar organic solvents. A
bright yellow solution of complex 1 was obtained in dimethyl
sulfoxide (DMSO) at lower concentrations (C r 1 mM). How-
ever, heating was required to dissolve the complex at higher
concentrations. Importantly, allowing a supersaturated DMSO
solution of complex 1 to attain room temperature resulted in a
change of colour to bright red, accompanied by the gelation,
which showed resistance to flow upon inversion (Fig. 3a and
Movie S3, ESI†). The gelation was observed for a concentration
as low as 0.6 w/v% (note: from hereafter, all gelator/solvent
w/v% ratios are denoted as %). Similar results were also obtained
in N,N-dimethylformamide (DMF). Complex 1 remained insolu-
ble in water and partially soluble when a mixture of DMSO/water
(9 : 1 v/v) was used for gelation. Importantly, no such colour
change was observed in ethanol, and the attempts to form gels

Fig. 2 Solid state forms of 1 (top) and 2 (bottom). (a) Photographs of samples of the three forms used for spectroscopic measurements. (b) Reflectance
spectra (transition from yellow to orange forms is shown in dashed lines; spectra of the vacuum dried powders are adjusted to match the scale, and the
original spectra are presented in the ESI,† Fig. S10 and S11). (c) Normalized emission spectra (the decrease in emission intensity along with the red shift is
demonstrated in ESI,† Fig. S12).
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produced an unstable gelatinous precipitate. On the other hand,
complex 2 only formed an unstable gel in ethanol at concentra-
tions above 1.5% and no gelation or colour change was observed
either in DMSO or DMF. Such a difference in the behaviours of 1
and 2 is attributed to their different aggregation capabilities.
Apart from the intermolecular p� � �p interactions between the
terpyridine units and Pt� � �Pt interactions, the aliphatic chains in
1 and 2 further promote aggregation via lipophilic stacking, as
observed in the crystal structures (Fig. 1d and e). The perfluoro-
alkyl chain in 1 is expected to cause stronger aggregation due to
F� � �F interactions, as previously reported in the literature.51

Therefore, the change of colour for complex 1 from yellow to
red in solution at higher concentrations and upon gelation is
attributed to the appearance of the MMLCT band, associated
with the stacking of the terpyridine units assisted by F� � �F
interactions. On the other hand, complex 2 demonstrates much
less capability for aggregation.54–56

Nuclear magnetic resonance (NMR) spectroscopy has been
utilized extensively to study gels.57–59 In the literature, it has
often been shown that the 1H NMR resonance peaks of gels at
room temperature show similar chemical shift values to that
of the solution state (after gel melting).60–62 It has been
hypothesized that for gels at room temperature, the observed
1H resonance peaks predominantly originate from the free
molecules that are not bound to the gel network, whereas the
molecules in the aggregated state remain NMR silent.60,61 We
have performed variable temperature (VT) 1H and 19F NMR
spectroscopy measurements of the DMSO-d6 gel of 1 to inves-
tigate the sol 3 gel transition and interactions involved in the
gelation. The 1H NMR resonance signals remained invisible
and featureless in temperature range of 30–50 1C, a property
that is typical for low molecular weight gels below their melting
temperature. This is attributed to increased viscosity and
reduced molecular tumbling in the gel state. However, above
60 1C, the signal to noise ratio improved and the aliphatic and
aromatic region displayed a clear splitting pattern at 90 1C (see
ESI,† Fig. S13a and b). The signals at the same time underwent
a slight downfield shift (Dd between 0.01 to 0.09 ppm) (see ESI,†
Table S2). The gel 3 sol transition observed in VT 1H NMR

experiments is in agreement with the gel melting temperature
(Tgel = 69 1C) of the 0.6% DMSO gel of 1 determined using an
inverted test tube method. Variable temperature 19F NMR
spectroscopy measurements displayed broad peaks at 30 1C.
A downfield shift in the 19F resonance peaks was revealed upon
heating the gel from 30 1C to 90 1C. Furthermore, upon heating,
the 19F signals also became sharp and showed an apparent
splitting, indicating changes in F� � �F interactions in the trans-
formation from gel to solution state (ESI,† Fig. S13b). Unlike
the VT 1H NMR spectra, the VT 19F NMR spectra showed a clear
change in chemical shift values with Dd between 0.15 and
1.61 ppm (see ESI,† Table S3). Fourier transformed infrared
(FT-IR) spectroscopy of complex 1 in its synthetic solid, gel (1%)
and solution states (0.4%) was performed to further probe
the fluorine–fluorine interactions by monitoring the ns(CF2)
stretching frequencies. The FT-IR spectra of solid powder form
revealed the C–F stretching frequency at 1144 cm�1 (ESI,†
Fig. S14). The gel of complex 1 showed an increased stretching
frequency at 1148 cm�1. Finally, further shifting was detected
in solution (1153 cm�1). Thus, it can be concluded that
fluorine–fluorine interactions are present in solid, gel and
solution with decreasing strength, affecting the self-assembly
of monomeric units and gelation.

To gain more insights, variable temperature absorption and
emission spectroscopic analyses of solution and gel states of
complex 1 were carried out (Fig. 3). The absorption spectrum of the
DMSO gel (0.6%) of complex 1 shows a peak at labs = 500 nm
at 25 1C. Importantly, the intensity decreases upon increasing
temperature. Similarly, the corresponding emission also decreases
in intensity with increasing temperature and shows a blue shift
upon heating from lem = 640 nm at 25 1C to lem = 600 nm at 80 1C.
These observations match well with the changes in photophysical
properties of solid 1 upon the transformation from yellow to
orange form (Fig. 2b and c). Thus, the absorption and emission
bands at labs = 500 nm and lem = 640 nm are accordingly assigned
to the MMLCT transitions, which are expected to depend on
aggregation and, consequently, temperature. The emission life-
time at room temperature t = 51 ns suggests the fluorescence
nature of the complex. Though such a short excited-state life-
time is not very common for transitions involving Pt(II) centres,
previously, it has been reported for a limited number of
terpyridine platinum(II) complexes.55

Preliminary studies of absorption and emission spectra of
the solution of complex 1 in DMSO at various concentrations
and various temperatures indicated the formation of more than
one type of aggregate. Therefore, an unambiguous interpretation
of the spectra remained a challenge. However, the correlation of
photophysical properties of 1 in solid and gel states indicates
similarities in intermolecular arrangements, namely the formation
of continuous chains with stacked terpyridine units and close
Pt� � �Pt contacts within the gel structure. The F� � �F interactions
and packing of the perfluoroalkyl chains also appear to take place,
based on the NMR and FT-IR spectra, as well as the non-gelling
behaviour of complex 2. A detailed study of the aggregation
behaviour of complex 1 in solution is beyond the scope of this
work and will be the subject of a separate study.

Fig. 3 (a) The photographs of the DMSO gel of complex 1 under ambient
light and under UV-radiation. (b) Absorption (solid lines) and emission
(dashed lines) spectra of DMSO gel of 1 (0.6%) at various temperatures.
Excitation wavelengths lex = 550 and 530 nm were used for temperatures
25–60 1C and 70–80 1C accordingly.
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Gelation and morphology

The morphological features of self-assembled superstructures in
the gel were studied using electron microscopy imaging. First, the
scanning electron microscopy (SEM) imaging of DMSO and DMF
gels of complex 1 was performed. For SEM imaging, aerogels were
prepared using a liquid propane freeze-drying method.63 Freeze-
drying allows minimum drying artefacts during specimen pre-
paration. The representative SEM micrographs of aerogels from
DMSO and DMF gels of 1 are shown in Fig. 4.

Interestingly, the SEM micrographs show the presence of
helical screw-like fibres with both handedness (P and M) in
DMSO (Fig. 4b and c). Similarly, in DMF, helical fibres with
both handedness are observed (Fig. 4e and f; see ESI† for
additional SEM images, Fig. S15 and S16). It is well documented
in the literature that achiral gelators tend to form helical struc-
tures with both handedness.64,65 Importantly, triazine-containing
alkynylplatinum(II) terpyridine complexes with appropriate sub-
stituents on terpyridine units have been shown to assemble into a
mixture of right- and left-handed helical fibres in DMSO–water
mixtures.66 It has been hypothesized that in such complexes, the
terpyridine units are bent with respect to the alkynyl ligand,
inducing directional Pt� � �Pt interactions and p-stacking. Further-
more, such assemblies are also due to dominant hydrophobic–
hydrophobic interactions in polar solvents. Based on the X-ray
crystal structure of the solids, VT NMR spectroscopy and FT-IR
studies of complex 1, it is evident that there exists a strong F� � �F
interaction in the gel and solid states. Therefore, the presence
of Pt� � �Pt, p� � �p and F� � �F interactions results in minimized
unfavourable interactions in polar DMSO and drives the for-
mation of helical nanostructures.

From SEM imaging, it is evidenced that the helical fibres
with lateral dimensions varying from 100 to 500 nm are
composed of smaller fibrils. To further evaluate the nature
of the fibrillar structures, a TEM specimen was prepared by

drop-casting the freshly prepared hot sol onto holey-carbon
film (Fig. 5). TEM micrographs of DMSO gels of 1 clearly show
highly entangled fibrillar structures. The fibril diameters varied
from 15 to 30 nm with indefinite length. It is important to note
that the sample preparation methods for SEM and TEM are
different. For SEM, premade gels are freeze-dried to obtain
aerogels, whereas TEM studied a drop casted thin film of hot
sol. TEM, therefore, allowed the smaller fibrillar structures to
be observed. Similarly, the DMF gel of 1 also showed structural
features that undergo higher-order assembly into fibres as
indicated in the SEM micrographs.

Fibrillar structures were also observed when non-gelling
complex 2 was dispersed in DMSO or DMF with fibre diameters
ranging from 15 to 50 nm.

Rheological properties

Metallogels exhibit unique mechanical properties in rheological
experiments such as self-healing and thixotropy.6,50 The mechan-
ical properties of DMSO and DMF gels of complex 1 were studied
using dynamic oscillatory rheological measurements on the 1.0%
gels. In all experiments, premade gels were used to study the
rheological properties. First, the time sweep experiments were
performed to evaluate the stability of the gels and in both cases,
the storage modulus (G0) is close to an order of magnitude higher
than the loss modulus (G00), suggesting that the systems under
investigation are indeed gels and remained stable under experi-
mental conditions (see ESI,† Fig. S19). It is also evident that DMF
gels of 1 displayed higher stiffness than that of DMSO gels. The
average storage modulus (G0) values were found to be 90 Pa and
2.0 kPa for DMSO and DMF gels of 1, respectively.

The rheological properties of soft materials display non-
linear behaviour with a rapid decline in their storage modulus
above certain strain levels, known as critical strain. Critical
strain allows understanding the linearity of a material under

Fig. 4 Scanning electron microscopy. (a and b) SEM micrographs of aero-
gels from the DMSO gel of 1 (1.0%) showing helical screw-like structures.
(c) Schematic illustration of helical screw-like fibres in the DMSO gel of 1.
(d and e) SEM micrographs of aerogels from the DMF gels of 1 (1.0%) showing
helical fibre bundles. (f) Schematic illustration of helical fibres in the DMF gel
of 1. For additional SEM images, see ESI† (Fig. S15 and S16).

Fig. 5 Transmission electron microscopy. (a and b) TEM micrographs of
the dried DMSO gel of 1 (0.6%). (c and d) TEM micrographs of the dried DMF
gel of 1 (1.0%). For additional TEM micrographs, see ESI,† Fig. S17 and S18.
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investigation. Below critical strain, the structure of the gels
remains intact and applying strain levels above critical strain
will disrupt the gel structure. This information is useful in
understanding the linear viscoelastic regime of the materials.
In our experiments, the DMSO and DMF gels of complex 1 show
that the structure remains intact until 32% and 40% strain
levels, respectively, above which the materials behaved non-
linearly and a cross-over between G0 and G00 was observed.

The frequency sweep measurements provide insights about the
junction networks and temporary bonds that hold the networks
together. This information can be extracted using frequency-
dependent storage and loss moduli (Fig. 6b). The rheological and
SEM studies suggest the presence of junction networks. Another
interesting property of metallogels is self-healing. Rheologically, self-
healing can be studied by using step-strain experiments. In the case
of step-strain tests, recovery of the gel is observed after shearing. The
step-strain rheological measurements were performed to investigate
the reversible gel 3 sol transition and self-recovery, upon several
cycles. For the step strain experiments, controlled strains of 0.1%
and 150% were applied for 60 s, respectively (Fig. 6c). The gels
showed an immediate response to increased strain by turning into
viscoelastic liquids as indicated by the rapid decrease in G0 well
below that of G00. The application of increased strain also appears to
break the structure further during the 60 s experiment, as shown by
the slight decreasing elastic modulus values on subsequent cycles.
The gels recovered almost instantaneously upon switching to lower
strain (0.1%), i.e. rapid self-recovery. Importantly, the process can be
repeated for several cycles. However, slightly lower elastic moduli
after the first high–low strain cycle and gradual build-up are
observed, therefore indicating that the structure build-up to the
equilibrium state would require longer periods of ‘‘rest’’ (low strain).
Importantly, the DMSO gels recovered up to 87% of their original
storage modulus values even after four cycles. On the other hand,

DMF gels recovered up to 61% of the initial storage modulus upon
repeated step-strain cycles. Finally, we studied the thermal properties
using temperature sweep experiments. First, the premade gel was
heated, and the moduli were followed. Temperature ramps from
20 1C to 90 1C and from 90 1C to 20 1C were measured with 0.1%
strain amplitude and 5 1C min�1 heating rate. Temperature ramps
and step-strain experiments present the average of two measure-
ments. Above 70 1C, a rapid decline in the storage modulus was
observed when the 1.0% DMSO and DMF gels begin to melt, in
agreement with the visual and variable temperature NMR tests
described above. However, the thermoreversibility under rheological
measurement is prominent for DMSO gels as they are rather robust.
Further, unlike DMSO gels, DMF gels were not robust to transfer
and scoop processes, and the solvent was often expelled, which
might also explain the observed high modulus.

Conclusions

Self-assembly of discrete metal complexes offers a range of
opportunities to construct structurally and functionally unique
soft materials using simple synthetic design. More importantly,
simple chemical modification of functional units allows a remark-
able change in their structure, function, and interactions. These
changes also affect the self-assembly behaviour, morphology, and
rheological properties at extremely low solid contents. In this work,
we have demonstrated that replacement of the alkyl derivative with
a fluoroalkyl derivative in terpyridine ligand allows control over the
solid state assembly, luminescence properties, and gelation ability
of complexes 1 and 2. Our results show that the presence of
synergistic Pt� � �Pt and F� � �F interactions is responsible for the
rapid gelation of complex 1. This combination of interactions is
also responsible for self-assembly-induced luminescence, rapid
gelation, and self-healing. Therefore, this study demonstrates
how the influence of metallophilic interactions on luminescence
properties can provide insight on intermolecular arrangements and
thus potentially allow investigation of supramolecular structures of
the gels. The SEM of the cryo-frozen gel of complex 1 displayed an
enantiomeric mixture of fibres with screw rotation to left and right.
Fibres were up to 200 nm in diameter. The topology of fibres is
stabilized with non-covalent interactions including intermolecular
platinum–platinum interactions. Additionally, changing the solvent
from ethanol to DMSO affects the formation of helical polymeric
structures and enables the formation of fibres with screw rotation
by affecting the packing of monomeric units.
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