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Synergistic covalent-and-supramolecular polymers, in which covalent
polymers and supramolecular polymers connect with each other
through [2]pseudorotaxane moieties, are designed and synthesized.
The unique topological structure effectively enhances the synergistic
effect between these two polymers, thereby generating a novel class
of mechanically adaptive materials.

Polymers have garnered a ubiquitous presence in our daily life.
Most polymer materials could be classified into covalent poly-
mers (CPs) which exhibit stable properties and remarkable
strength but a lack of dynamic behavior. On the contrary,
supramolecular polymers (SPs) whose monomers are con-
nected by non-covalent interactions have a notable perfor-
mance in terms of stimuli-responsiveness and self-adaptivity
etc., whereas they also suffer from poor mechanical properties.*
Due to these inherent features, it is still limited for polymers to
prepare specific materials, for example, materials with good
mechanical adaptivity and robustness. Recently, we have developed
synergistic covalent-and-supramolecular polymers (CSPs), in which
CPs and SPs interact with each other to form relatively fixed
structures and behave as a whole to determine the properties
and implement the functions. Benefiting from the effective inte-
gration of the two kinds of polymers, the materials based on CSPs
exhibit robust yet dynamic properties, thereby filling the gap
between CPs and SPs.” To date, there are only a few examples on
the construction of synergistic CSPs.>* Therefore, it is highly
desirable to develop novel synergistic CSPs with creative architec-
tures and emergent features and functions, which would be
favorable to enrich the CSP system.

The synergy between CPs and SPs largely determines the
mechanical performance of CSPs. From the structural point of
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view, the synergistic effect in CSPs is related to the interactions
between CPs and SPs. In our previous work, covalent bonding
and noncovalent quadruple H-bonding have been utilized to
connect CPs and SPs. Covalent bonding could guarantee an
efficient synergistic effect because of its high strength and thus
endow the CSPs with remarkable mechanical properties.>®
Quadruple H-bonding junctions make the resultant CSPs more
dynamic and tough due to the outstanding energy dissipative
abilities.?” These results indicated that the connection types
between CPs and SPs play a crucial role in modulating the
mechanical properties of CSPs. As such, it is worth developing
CSPs with new junctions.

[2]Pseudorotaxanes, one of the most popular structures in
supramolecular chemistry, contain a wheel-like host and a
guest axle.? They represent not only a kind of supramolecular
interaction but also a special topological structure.” We spec-
ulate that the use of [2]pseudorotaxane as a junction would
bring new features to CSPs. Herein, we report a de novo
chemical design of synergistic CSPs in which CPs and SPs are
connected by crown ether-based [2]pseudorotaxane moieties.
Due to the unique combination of CPs, SPs, and [2]pseudoro-
taxane junctions, the representative CSP not only gelates at a
suitable concentration (>29.6 mg mL ') at room temperature
but also exhibits good mechanical properties in terms of
Young’s modulus (116 MPa), maximum stress (12 MPa), and
stretchability (~400%) in the bulk.

As shown in Fig. 1, the covalent polymer (CP-1) adopted here
is a crown ether-functionalized polynorbornene derivative pre-
pared by ring-opening metathesis polymerization (ROMP),
which has high stability and shows good performance in the
construction of elastomers.”> CP-1 was first mixed with a
bis(pyridinium) ligand in CH3CN/CHCI; (3:1, v/v) solution.
Driven by the host-guest recognition, the ligand threaded into
the benzo-24-crown-8 (B24C8) wheel on CP-1 to form a side-chain
poly2]pseudorotaxane (CP-2).° Subsequently, bis(benzonitrile)palla-
dium dichloride (Pd(PhCN),Cl,) was introduced to coordinate with
the bis(pyridinium) ligand to afford SP,” which connected with CP-1
by [2]pseudorotaxane moieties to form a new class of synergistic
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Fig. 1 Schematic representation of the formation of synergistic CSPs and
chemical structures of the CP-1 and bis(pyridinium) ligand.

CSPs. It is worthy of note that the feed ratios of the bis(pyridinium)
ligand and Pd(PhCN),Cl, were always equal, but their ratio to the
B24C8 moiety was set as 0.2, 0.4, 0.6, and 0.8, which corresponded
to CSPs-1-4, respectively (Fig. 1).

The formation of CSPs was first investigated by using
'H NMR spectra. After mixing with CP-1, the characteristic
signals of the bis(pyridinium) ligand had noticeable chemical
shifts (Fig. 2b and d), which kept the same when mixed with the
B24C8 monomer (Fig. S15, ESIt), suggesting the formation of
[2]pseudorotaxane units on the side chain of CP-1. Notably,
both complexed and uncomplexed peaks were present in
the spectrum, which could be ascribed to the slow exchange
nature of the host-guest recognition.® Upon the addition of
Pd(PhCN),Cl, into the mixture, the proton signals of the
bis(pyridinium) ligand became much broader (Fig. 2c), indica-
tive of supramolecular polymerization driven by metal coordi-
nation. The assignment of the corresponding peaks was
assisted by using the 2D COSY NMR spectrum of the model
molecules (Fig. S16, ESIT). Moreover, the transition from linear
CP-2 to cross-linked CSP-2 induced by Pd(u) coordination was also
confirmed by using 2D DOSY NMR spectroscopy. After the addi-
tion of Pd(PhCN),Cl,, the weight-average diffusion coefficient of
the samples decreased from 9.70 x 10~7 to 1.97 x 107’ m? s~ *
(Fig. 3a), which implied the formation of a cross-linked structure.

When Pd(PhCN),Cl, was added to the CP-2 solution to
form CSP-2, the gelation phenomenon was observed
(>29.6 mg mL ", Fig. 3b). The rheology measurement showed
that the storage modulus (G’) of the gel was higher than the loss
modulus (G”) in the measured frequency range (Fig. 3c), which
exhibited a good elastic behavior and implied the existence of
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Fig. 2 Partial *H NMR (400 MHz, CDsCN:CDClz = 3:1 v/v, 298 K) of
(a) CP-1, (b) CP-2, (c) CSP-2 and (d) the bis(pyridinium) ligand. Letters “c”
and “uc” denote complexed and uncomplexed species, respectively.
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Fig. 3 (a) Diffusion coefficient D (500 MHz, CD3sCN/CDClz = 3:1 v/v,
298 K) of CP-2 and CSP-2. (b) Images of CP-2 solution (above) and CSP-2
gel (below). Solvent: CHzCN : CHCls = 3:1v/v, 2.0 mL. (c) Storage modulus
G’ and loss modulus G” versus frequency (w) for the CSP-2 gel. (d) The
SEM image of the freeze-dried CSP-2.

an effective network structure.® The SEM image of the corres-
ponding freeze-dried gel exhibited an interconnected porous
morphology (Fig. 3d), reflecting the microstructure of the CSP
gel. In addition, the STEM image of CSP-2 revealed discrete
distributions of palladium element (Fig. S17, ESIt). It means
that there is an effective interaction between SPs and CPs to
restrict the aggregation of SPs.

Thermogravimetric analysis (TGA) showed that all the samples
had good thermal stability with decomposition temperatures
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above 200 °C (Fig. S18, ESIt). Differential scanning calorimetry
(DSC) was also employed for the sample analysis (Fig. 4a). The
glass transition temperature (7) values of CP-1 and CSPs-1-4 were
measured to be —16.1, —14.7, —7.3, —3.9, and 7.5 °C, respectively.
There was a tendency that T, increased with the increase of SP
content because of the enhanced crosslinking density of the
network. Besides, transitions located around 46 °C were also
found on the DSC curves of CSPs-2-4, which might be related to
metal-coordination-driven supramolecular polymerization.

Subsequently, the tensile tests of CSPs-1-4 were performed,
and the corresponding results are displayed in Fig. 4b. All CSPs
exhibited obvious and regular yielding behaviors. With the
increase of SP content, the strength of the CSPs increased
gradually, but their elongation became lower (Table S1, ESIt).
Due to the moderate mechanical performance (Young’s modulus =
116 MPa, maximum stress = 12 MPa, and stretchability = 400%),
CSP-2 was selected for further study. Its comparison with the
mechanical properties of CP-2 is shown in Fig. 4c. As a side-chain
poly[2]pseudorotaxane, CP-2 was highly stretchable (>1000%),
but possessed a poor stiffness (Young’s modulus = 0.48 MPa) and
strength (maximum stress = 0.12 MPa). It is obvious that the
overall mechanical properties of CSP-2 were much superior to
those of CP-2, which indicated the important role of SPs in
enhancing mechanical properties.

To date, the above results have revealed that SPs play an
important role in the mechanical performance of CSPs. As
proposed in our previous work, the dissociation of SPs upon
stress could dissipate energy to modulate the mechanical
behaviors of CSPs. However, the realization of this function
highly depends on the interactions between CPs and SPs
because force transmission needs an effective network struc-
ture. Therefore, the study on the mechanical behavior of the SP
component in CSPs is also beneficial to reveal the role of the
[2]pseudorotaxane junction. To this end, tensile tests with
different deformation rates were carried out (Fig. 5a). The
mechanical properties of CSP-2 exhibited a high dependence
on stretching rate, especially Young’s modulus varied from
~70to ~150 MPa (Table S2, ESIt), consistent with the involve-
ment of dynamic SPs.

The relaxation tests of CSP-2 with different fixed strains
displayed an unusual trend (Fig. 5b), which was exhibited by
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Fig. 5 (a) Tensile stress—strain curves of CSP-2 with different deformation
rates. (b) Normalized stress relaxation curves of CSP-2 with different initial
strains. (c) The normalized residual stress o, of CSP-2 with different initial
strains. (d) Tensile stress—strain curves of CSP-2 samples after being
pre-relaxed with different strains.

summarizing the residual stresses shown in Fig. 5c. Moreover,
the CSP-2 samples upon stress relaxation tests were further
applied to tensile tests to investigate their structure changes
(Fig. 5d). At the small strains of 3% and 5%, their residual
stresses in the relaxation tests were almost the same, and the
mechanical behaviors of the two samples were similar to the
original CSP-2 sample. These results implied that the network
under these strains was intact. When the strain increased from
5% to 20%, the curve of the residual stresses decreased with a
fixed slope, which probably indicated the dissociation of SPs.
However, the mechanical properties of the samples such as
Young’s modulus have no significant changes, and only the
elongation at break went down slightly (Fig. S20, ESIt). It could
be speculated that the damage of SPs started to occur in this
stage but only small amounts of the coordinate bond were
broken. Notably, the dissociation of SPs at a small strain of 7%
suggested that the [2]pseudorotaxane junction could combine
CPs and SPs tightly to form a network and achieve an efficient
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Fig. 4 (a) DSC curves of CP-1 and CSPs-1-4 recorded by heating scan from —40 to 80 °C with a heating rate of 20 °C min~2. (b) Tensile stress—strain
curves of CSPs-1-4 in the bulk. Deformation rate: 20 mm min~™. (c) Tensile stress—strain curves of CP-2 and CSP-2 samples in the bulk. Deformation

rate: 20 mm min~%.
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synergistic effect. After the initial strain increased up to 100%
and 200%, the slope of the residual stress curve became slower
(Fig. 5c¢), and the mechanical properties including Young’s
modulus, yield strength, and fracture strain decreased signifi-
cantly. Under these loaded strains, the extensive dissociation of
SPs might take place. But even though the SPs broke into a
large number of fragments, the materials with the remaining
network structure still maintained high breaking strength,
which indicated that the [2]pseudorotaxane junction is able to
make full use of the SPs to modulate the mechanical properties.
A cyclic tensile test and strain sweep rheological test were also
performed to confirm our speculation (Fig. S21 and S22, ESIt).

In summary, we have designed and prepared a series of
synergistic CSPs with [2]pseudorotaxane junctions by succes-
sive covalent and supramolecular polymerizations. The gelation
phenomenon and characterization on the gel confirmed that
the CSPs have obvious network structures. In tensile tests, the
representative CSP-2 exhibited good mechanical properties in
terms of stiffness (Young’s modulus = 116 MPa), strength
(maximum stress = 12 MPa), and stretchability (~400%). The
combined experiments of stress relaxation and subsequent
tensile tests disclosed that the SPs started to dissociate at a
relatively small strain (~7%) and still contributed to the
mechanical performance after being fractured by large strains
(~200%). The achievement of these behaviors for SP benefits
from the effective connection enabled by [2]pseudorotaxane
moieties. This work develops a new CSP structure, and we
anticipate that it could be beneficial to facilitate the advance-
ment and application of synergistic CSP materials.
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