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Abstract: The dynamic behavior of supramolecular organic
frameworks (SOFs) based on the rigid tetra-4-(4-
pyridyl)phenylmethane (TPPM) organic tecton has been
elucidated through 3D electron diffraction, X-ray powder
diffraction and differential scanning calorimetry (DSC) analy-
sis. The SOF undergoes a reversible single-crystal-to-single-
crystal transformation when exposed to vapours of selected
organic solvents, moving from a closed structure with isolated

small voids to an expanded structure with solvated channels
along the b axis. The observed selectivity is dictated by the
fitting of the guest in the expanded SOF, following the
degree of packing coefficient. The effect of solvent uptake on
TPPM solid-state fluorescence was investigated, evidencing a
significant variation in the emission profile only in the
presence of chloroform.

Introduction

In recent years, supramolecular organic frameworks (SOFs) have
emerged as an important class of functional porous materials
alongside coordination polymers (CPs), metal–organic frame-
works (MOFs) and covalent organic frameworks (COFs) for
applications such as molecular sensing, gas storage and
separation.[1–4] Usually, SOFs are obtained through the self-
assembly of organic tectons via highly directional hydrogen
bonds,[5–19] but examples of materials held together by van der
Waals interactions, π···π stacking, halogen bonds and, quite
recently, chalcogen bonds have also been reported.[20–26]

Compared to other classes of reticular materials based on
coordinative or covalent bonds, SOFs lack robustness and tend
to loose porosity when guests molecules are removed.[2] On the
other side, they have the advantage of coupling flexibility and

reversibility with relatively simple synthetic procedures under
mild conditions.[9] These considerations become especially
important when targeting stimuli-responsive crystalline materi-
als, which respond to external solicitations such as electric,
mechanical and thermal ones.[27–30] The design of SOFs showing
dynamic properties is a challenging task which involves both
the synthesis of suitable building blocks, assembled through
crystal engineering, and the mastering of molecular and
supramolecular interactions in the solid state.[3,13,22,31–34]

Among the possible building blocks, tetraphenylmethane
(TPM) derivatives, with their tetrahedral symmetry, represent
effective tectons for the formation of 3D architectures.[35]

Exploiting their structural rigidity and synthetic versatility, these
tectons have been successfully applied to the preparation of
SOFs through the formation of highly oriented hydrogen
bonding motifs based on 2-pyridone,[36] phenol,[37] boronic
acid,[38] urethane[39] and carboxylic acid[40] functional groups.
Instead, tetra-4-(4-pyridyl)phenylmethane (TPPM, Scheme 1),
the rigid aromatic tecton obtained by the decoration of TPM 4
positions with p-substituted pyridyl rings, has been successfully
employed for the synthesis of Cu-based porous MOFs,[41–44] but
its potential as building block for SOFs is still unexplored. As
shown by the electrostatic potential surface and by the Full
Interaction Map[45] (Figure S1), TPPM can act as hydrogen bond
acceptor with its four nitrogen atoms, as weak hydrogen bond
donor with the C� H moieties and can give rise to π···π and
C� H···π interactions due to the presence of aromatic rings.

It is therefore expected that, according to Kitaigorodskii
studies on organic crystals, the molecules assemble in the solid
state to minimise free space.[46] However, the relative weakness
of the supramolecular interactions likely involved in stabilizing
the crystal structure of TPPM enhances the probability of
obtaining a flexible network[47] susceptible of external, stimuli-
mediated structural changes.[31]
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In this work, we present the dynamic behaviour of TPPM
which, in its crystalline form, can reversibly switch from a non-
porous empty to a filled solvated phase and vice-versa, when
exposed to vapours of organic solvents and heat, respectively.
Remarkably, this single-crystal-to-single-crystal
transformation[48–51] is selectively triggered only by a group of
solvents, namely chloroform, dichloroethylene, trichloroethy-
lene, benzene and toluene. In the specific case of chloroform
uptake, a significant variation of the fluorescence emission
profile was observed.

Results and Discussion

To study the solid-state behaviour of TPPM, crystals of the
tecton were grown from the slow evaporation of a chloroform
solution and analysed through X-ray diffraction methods. TPPM
crystallizes as a 1 :1 CHCl3 solvate, TPPM·CHCl3, in the space
group C2/c. The asymmetric unit consists of half a molecule of
TPPM and half a molecule of the guest, disordered over two
equivalent positions by a rotation around the C� H bond
(Figure 1a). The TPPM units assemble to give a supramolecular
three-dimensional network held together by several C� H···N
interactions. In particular, each TPPM forms symmetry-related
C12B� H12B···N1A, C3� H3A···N1B and C10� H10A···N1B contacts
(Figure S2). This assembly contains channels parallel to the b

Scheme 1. Molecular sketch of tetra-4-(4-pyridyl)phenylmethane (TPPM).

Figure 1. a) Detail of the two orientations of the chloroform guest obtained by rotation around the C� H bond. b) View along the b-axis direction of the crystal
lattice of TPPM·CHCl3. The solvent molecules filling the channels have been drawn in space filling mode. c) View of the two symmetry-related orientations of
ethanol in the crystal structure of TPPM·EtOH. d) View of benzene sandwiched between two TPPM ligands in TPPM·C6H6. e) View of acetonitrile inside the
channels in TPPM·0.5CH3CN.
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axis direction filled by the disordered solvent molecules (Fig-
ure 1b). Inside the pores, chloroform forms two C� H···Caromatic

interaction involving the atoms C5A and C8A of TPPM (Fig-
ure S3).

Interestingly, the same supramolecular network also forms
when TPPM is crystallized from different solvents, as reported
in the literature for DMF[41] (CSD[52] refcode IVETEJ) and DMSO[42]

(CSD refcode: ZISXAC). In both isomorphous crystals, the solvent
molecules occupy the channels in a 1 :1 ratio. This prompted us
to further study the robustness and the reproducibility of the
SOF, by soaking single crystals of the chloroform solvate (for 2 h
at room temperature) in different media such as ethanol,
benzene and acetonitrile, potentially capable of forming hydro-
gen bonds or π···π stacking interactions with TPPM. In all three
cases, the crystals retained their transparency and habit; X-ray
diffraction analysis confirmed the substitution of chloroform by
the bulk solvents, and the formation of the three solvates
TPPM·EtOH, TPPM·C6H6 and TPPM·0.5CH3CN. All solvates
crystallize in the space group C2/c with comparable unit cell
dimensions; TPPM·EtOH and TPPM·C6H6 possess the same
supramolecular network described above for TPPM·CHCl3,
TPPM·DMF and TPPM·DMSO (Figure S4 and Table S1). The
asymmetric unit of TPPM·EtOH consists of half a molecule of
TPPM and half a molecule of the guest, which, due to
symmetry, occupies the channels formed by the ligand with
two different, symmetry-related orientations (see Figure 1c).
Analogously, the asymmetric unit of TPPM·C6H6 consists of half
a molecule of TPPM and half a molecule of the guest. Figure 1d
shows benzene sandwiched between two symmetry-related
TPPM ligands, highlighting the shape complementarity of the
guest with the channels formed by the host. In the case of
TPPM·0.5CH3CN, the asymmetric unit comprises half a mole-
cule of TPPM and one fourth of a molecule of acetonitrile.
Interestingly, TPPM is disordered over two positions, one of
which is not compatible with the presence of the solvent; this
means that in the crystal, both a solvate (Figure 1e) and an
unsolvated (Figure S9b) phase are present. The N1S atom of
acetonitrile forms a C� H···N interaction with a pyridine moiety
(Figure S8). The framework of the solvated phase of
TPPM·0.5CH3CN still contains channels along the b axis
direction, but it is consolidated by a different set of interactions,
comprising also C� H···π·interactions (Figure S9a). The frame-
work of the unsolvated phase, which is quite compact and
contains unconnected voids summing up to 6% of the unit cell
volume, is also consolidated by C� H···N and C� H···π interactions
(Figure S9b).

Crystals of TPPM·CHCl3 were also exposed both to water
vapours and soaked in distilled water for seven days to assess
the stability of the solvate in humid and wet conditions. After
these treatments, the X-ray diffraction analysis of the crystals
revealed the presence of the unaltered chloroform solvate.

The host-guest interactions for the different solvates were
compared by means of a Hirshfeld analysis, performed with
CrystalExplorer17.[53] The Hirshfeld surface of TPPM is quite
similar for TPPM·EtOH and TPPM·C6H6, indicating that the
presence of the guest does not influence much the
supramolecular interactions consolidating the framework of the

host (Figure S10). The Hirshfeld surface of TPPM·CHCl3 shows
an additional bright red spot relative to the C� H···Caromatic

interactions shown in Figure S3, while the red spots on the
Hirshfeld surface of TPPM·0.5CH3CN derive from the C� H···π
interactions (Figure S9a) which are missing in the other solvates.
For all the forms, the general trend is a predominance of
dispersion forces and of H···H, C···H/H···C and N···H/H···N contacts
(see fingerprint plots in Figure S11 and Table S2).

This peculiar behaviour prompted us to investigate the
possibility to isolate an empty crystal structure of TPPM alone.
To this purpose, a batch of single crystals of TPPM·CHCl3 was
heated at 100 °C for 2 h. Part of the batch was grinded and
analysed through X-ray powder diffraction; the comparison of
the diffractograms of the chloroform solvate and the activated
form clearly showed the formation of a new phase showing
high micro-crystallinity, probably due to the lack of disordered
solvent inside the channels. The remaining single crystals show
an increased mosaicity (Figure S12) which hampers the use of
single crystal X-ray diffraction and calls for 3D electron
diffraction (3D ED),[54–56] which can be successfully employed
with nanometric samples possessing small crystalline domains.
Although TPPM crystals are sensitive to the electron beam,
thanks to a special low dose set up in which the electron dose
is reduced below 0.05 el s� 1 Å� 2 and the diffraction patterns are
collected with a Timepix single electron detector,[57] a full 3D ED
experiment covering a 120° of reciprocal space can be
performed without the amorphization of the crystals or a
significant loss in resolution of the diffraction signal. The 3D ED
data have been collected in precession electron diffraction
mode (PEDT) and allowed an ab-initio structure determination
of TPPM using direct methods. Remarkably, the data quality
was suitable for the dynamical structure refinement of the
TPPM structure; dynamical refinement takes into account, in
the modelling of diffracted intensity, the effect of dynamical
scattering through a Bloch formalism.[58] The structure is refined
together with the thickness of the sample and both agreement
factors and quality in the structure determination approach
single crystal X-ray precision.[59] In the case of TPPM, dynamical
refinement led to an improvement of the structural model and
allowed to localize most of the hydrogen atoms (Figure S16).
This is the first time that a SOF structure has been refined at a
high precision taking into account dynamical scattering. The
activated TPPM, which is indeed the empty phase, crystallizes
in the monoclinic space group C2/c like the parent solvates. The
biggest changes in the cell parameters involve the a axis, which
goes from 27.9295(5) to 31.40(6) Å, the β angle, that likewise
increases from 120.1390(10) to 133.1(1)° and the volume, which
slightly decreases from 3628.2(1) Å3 to 3596(12) Å3 (see Ta-
ble S1). In the lattice, each TPPM forms symmetry-related
C11B� H11B···Cg1 and C10A� H10 A···Cg2 contacts with four
distinct adjacent molecules (Figure S17; Cg1 and Cg2 are the
centroids of rings C8A� C12A/N1A and C8B� C12B/N1B, respec-
tively). These interactions are lacking in the solvated forms and
are responsible for the more compact structure of the frame-
work. The same central reference molecule is also surrounded
by another set of four ligands through weak, C� H···N inter-
actions involving each of the pyridine rings, acting as H-bond
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acceptors towards the C� H groups of the phenyl moieties. Also
in this case, the pattern is rather different from that present in
the solvated forms, where each TPPM unit behaves both as H-
bond donor and acceptor. The different interactions formed in
the empty and solvated phase are also evidenced by the
Hirshfeld surface analysis shown in Figure S10.

The net result of this single-crystal-to-single-crystal phase
transition is that of a compact framework in which the original
channels become non-connected small voids located among
the TPPM units; these voids sum up to a volume of ca. 145 Å3

(4% of the total unit cell volume) compared to the volume of
ca. 610 Å3 (17% of the total unit cell volume) occupied by the
channels filled with solvent in the solvated form TPPM·S
(Figure 2).

Interestingly, this framework is quite similar to the un-
solvated form present in the TPPM·CH3CN crystals, which can
be seen as a sort of intermediate phase in which, however, the
unit cell is that of the solvated form.

The desolvation process was also monitored in detail
through X-ray powder diffraction analysis. To this purpose, the
microcrystalline powder of TPPM·CHCl3 was used as TPPM·S
phase reference and measured by a temperature resolved in situ
X-ray powder diffraction analysis. The TPPM·S phase, during
the heating treatment, undergoes a single-crystal-to-single-
crystal phase transition leading to the empty TPPM phase.
From the temperature-resolved diffractograms it is evident that
crystallinity is retained throughout the whole process (see
Figures 3 and S18). The phase transition does not present a
gradual change of lattice parameters, but only a reflection
intensity change of the two involved species. LeBail refinement
was performed for each collected diffractogram, leading to a
temperature-dependent correlation between powder profile
parameters and the phase fraction (Figures 3 and S19).

Interestingly, the dynamic behaviour shown by TPPM is
reversible. Indeed, when the empty crystalline TPPM is exposed
to the vapours of a series of organic solvents, it switches back
to the solvated phase TPPM·S, as evidenced by PXRD analysis
(Figures 3 and S20). The vapour uptake is fast (completed after
ca. 2 minutes or less) and selective, as the phase transformation
occurs with chloroform, dichloroethane, trichloroethylene,
benzene, toluene but not with acetonitrile, ethanol, tetrachloro-
ethylene or acetone. Cyclohexane also triggers the phase
transformation, but its uptake time is much longer (ca.
20 minutes). Dichloromethane can be also partially absorbed by
empty TPPM yielding, however, an unstable phase at room
conditions. The affinity towards a group of solvent vapours
shown by the SOF was also investigated by 1H NMR spectro-
scopy through competition experiments. Chloroform and
ethanol were selected as representative of the two classes of
vapours uptaken and not uptaken by the empty form. The
exposure of the ethanol solvate for different intervals of time (2
and 20 minutes) caused the progressive substitution of ethanol
inside the pores, as shown in the spectra reported in Figure 4
by the disappearance of its signals and the appearance of the
chloroform ones. The reverse uptake did not occur when the
crystalline TPPM·CHCl3 solvate was exposed to EtOH vapours
(Figure S35).

The framework stability of the TPPM·S phases was inves-
tigated through DSC analysis. The characterizations were
performed in an open system to minimize possible counter-
pressure effects. The collected thermograms present an
endothermic phase transition, related to the release of guest
molecules embedded in the TPPM framework (see Figures 5
and S21). It is worth noticing that the TPPM·S phases directly
obtained by vapor absorption present higher desorption
enthalpies (ΔHDes) than both TPPM·EtOH and TPPM·0.5CH3CN

Figure 2. Comparison of the crystal lattice for the a) empty and b) solvated phases of TPPM and of their relative unconnected c) voids and d) channels. The
solvent molecules of the solvated form have been removed for clarity.
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(Figures S22 and S23) suggesting that thermodynamic stability
can play a role in the selectivity of the absorption process. The

release of solvent molecules during the phase transition was
also confirmed by TGA (Figure S24) which, together with
1H NMR spectroscopy, was also used to determine the amount
of absorbed solvent molecules, reported as solvate stoichiom-
etry (Figures S25, S33 and S34). The dynamical behaviour of
TPPM was studied performing the DSC analysis in a closed
system, in which the solvent desorption is followed by the
absorption process during the cooling path (Figure 5). This
experiment was repeated several times to confirm the reversi-
bility of the process; indeed, after each cycle the desorption
(ΔHDes) and absorption (ΔHAbs) enthalpies did not show any
significant change. This suggests that also the amount of
absorbed and released guest after every repetition remains
constant.

To further investigate the selectivity of the guests, their
packing coefficient was calculated as the ratio between the
guest volume (VGuest) and the volume of the guest-binding site
(V) present in the TPPM·S phase (see Section 5 in the
Supporting Information). This parameter has been proposed by
Rebek to predict the best binding accommodation of guests
inside molecular capsules in solution, which is reached when

Figure 3. Temperature induced desolvation of TPPM·S analysed by temperature-resolved in situ powder X-ray diffraction for the chloroform solvate. a) 2D
projection along the intensity axis of the powder diffractograms. The two peaks around 7° in the diffractogram of empty TPPM differ from the predicted
pattern due to preferred orientation phenomena. b) Temperature-resolved change in the peak area of (1 1 1) reflection of TPPM·S (ATPPM-S) and (2 0 2)
reflection of TPPM (ATPPM). χTPPM is the fraction of the empty TPPM phase. c) Powder X-ray diffractograms after a 2-minute exposure of the TPPM phase to
vapours of different solvents.

Figure 4. Solvent competition studies followed by 1H NMR spectroscopy. The
TPPM·EtOH phase was exposed to CHCl3 vapours for 2 and 20 minutes. The
solid was then dissolved in CD2Cl2 with few drops of methanol-d4.

1H NMR
spectra were collected and compared to the one of the initial solvate.
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the coefficient is ca. 55%.[60] Recently, this method has been
shown to work nicely also for the absorption of gases inside the
pores of supramolecular hosts.[61] Indeed, it is remarkable that in
our case, both CHCl3 and DCE show a packing coefficient of 55
and 56%, respectively, and almost all the other guests that are
absorbed by TPPM present packing coefficients in the range
60%–70%. On the contrary, all the solvents that are not
uptaken or form unstable host-guest complexes, show a low
coefficient packing, typically in the range 35%–44%.

The selective vapour uptake prompted us to investigate
whether TPPM solid-state spectroscopic properties are influ-
enced by the nature of the absorbed solvent. With this aim, UV-

Vis absorption and emission spectra were recorded on powder
samples of TPPM in thin layer form before and after their
exposure to solvent vapours (Figures S37–S43). For all tested
samples, the absorption profile (Figure S44) was found to be in
good agreement with the one obtained for TPPM in DCM
solution (Figure S36). On the contrary, in the emission spectra
of the solid samples, the rising of a second, more intense band
centred at 480 nm was observed (Figure 6a), in addition to the
one at 360 nm characteristic of the solubilized TPPM. This
behaviour is in line with the formation of excimers in tightly
packed crystalline structures of aromatic molecules, as con-
firmed by the excitation profiles.[62] Interestingly, the ratio
between the emission intensity at the two maxima varies
among all the series of tested solvates and differs from the
TPPM empty form (Table S5). As depicted by the diagram
reported in Figure 6b, the emission spectra were collected for
three different samples and the significance levels for each
mean value of intensity ratio was obtained by one-way ANOVA
calculation by Tukey Test. Only in the case of TPPM·CHCl3 a
significance level lower than the threshold value of 0.05 was
recorded. These results make TPPM a potential candidate for
the uptake and detection of chloroform vapours in air. As
volatile organic compound (VOC), the release of chloroform in
the atmosphere resulting from a wide range of industrial
activities is of high interest and has a severe impact on both
human and environmental health.[63] In this respect, the stability
of both TPPM and TPPM·S in presence of water is of particular
relevance, as humidity is the main interferent in environmental
monitoring of VOCs.

Conclusion

In summary, we have elucidated the crystal structure of the
solvated and empty forms of a crystalline SOF based on the
rigid, tetrahedral organic tecton TPPM. This structural analysis,
in which 3D ED has played an essential role, has paved the way
for a deeper understanding of the dynamic behaviour of the
material by means of X-ray powder diffraction and DSC. This

Figure 5. Absorption-Desorption cycles performed through DSC analysis in a
close system; the TPPM.CHCl3 phase was used as reference. Top) Different
thermograms collected for each cycle. Bottom) Enthalpy of desorption and
absorption reported for each cycle.

Figure 6. a) Comparison of the solid state emission spectra of the different TPPM solvates; b) diagram reporting the mean intensity ratio (I480nm/I360nm) values
and their respective standard deviations.
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reversible single-crystal-to-single-crystal phase transition is
remarkably triggered by a selective group of organic vapours;
the origin of this selectivity has been also elucidated and lies in
the difference of packing coefficient. In addition, we have
shown that the solid-state fluorescence of TPPM is affected by
solvent uptake. The combined features of dynamic behaviour
and selectivity can be exploited in the recognition of chloro-
form vapours through fluorescence measurements. We believe
that this paper is another step towards a better comprehension
of stimuli-responsive materials held together by weak
supramolecular interactions.

Experimental Section
Synthesis, characterization and experimental details are provided as
Supporting Information. This includes TPPM and SOFs preparation,
detailed SCXRD, PXRD, 3D ED, DSC, TGA, NMR and spectroscopic
studies and packing coefficient calculations.

Deposition Numbers 2194027 (for TPPM·CHCl3), 2194028 (for
TPPM·EtOH), 2194029 (for TPPM·C6H6), 2194030 (for TPPM·0.
5CH3CN) and 2194031 (for TPPM) contain the supplementary
crystallographic data for this paper. These data are provided free of
charge by the joint Cambridge Crystallographic Data Centre and
Fachinformationszentrum Karlsruhe Access Structures service.

Acknowledgements

This research was supported by the COMP-HUB Initiative of the
‘Departments of Excellence’ program of the Italian Ministry for
Education, University and Research (MIUR, 2018–2022). Centro
Interdipartimentale Misure “G. Casnati” is thanked for the use of
NMR facilities. Chiesi Farmaceutici SpA is acknowledged for the
support with the D8 Venture X-ray equipment. MG would like
to thank Regione Toscana for funding the purchase of the ASI
Medipix single electron detector (FELIX project Por CREO FESR
2014–2020). Open Access funding provided by Università degli
Studi di Parma within the CRUI-CARE Agreement.

Conflict of Interest

The authors declare no conflict of interest.

Data Availability Statement

The data that support the findings of this study are available
from the corresponding author upon reasonable request.

Keywords: host-guest systems · noncovalent interactions ·
stimuli-responsive crystals · supramolecular organic
frameworks · 3D ED

[1] J. L. Atwood, L. J. Barbour, A. Jerga, Angew. Chem. Int. Ed. 2004, 43,
2948–2950; Angew. Chem. 2004, 116, 3008–3010.

[2] W. Yang, A. Greenaway, X. Lin, R. Matsuda, A. J. Blake, C. Wilson, W.
Lewis, P. Hubberstey, S. Kitagawa, N. R. Champness, M. Schröder, J. Am.
Chem. Soc. 2010, 132, 14457–14469.

[3] J. Lü, C. Perez-Krap, M. Suyetin, N. H. Alsmail, Y. Yan, S. Yang, W. Lewis,
E. Bichoutskaia, C. C. Tang, A. J. Blake, R. Cao, M. Schröder, J. Am. Chem.
Soc. 2014, 136, 12828–12831.

[4] T. Ishi-i, H. Tanaka, H. Koga, Y. Tanaka, Y. Matsumoto, J. Mater. Chem. C
2020, 8, 12437–12444.

[5] M. Mastalerz, I. M. Oppel, Angew. Chem. Int. Ed. 2012, 51, 5252–5255;
Angew. Chem. 2012, 124, 5345–5348.

[6] J. Luo, J.-W. Wang, J.-H. Zhang, S. Lai, D.-C. Zhong, CrystEngComm 2018,
20, 5884–5898.

[7] R.-B. Lin, Y. He, P. Li, H. Wang, W. Zhou, B. Chen, Chem. Soc. Rev. 2019,
48, 1362–1389.

[8] P. Li, M. R. Ryder, J. F. Stoddart, Acc. Mater. Res. 2020, 1, 77–87.
[9] B. Wang, R.-B. Lin, Z. Zhang, S. Xiang, B. Chen, J. Am. Chem. Soc. 2020,

142, 14399–14416.
[10] N. G. White, Chem. Commun. 2021, 57, 10998–11008.
[11] B. Yu, S. Geng, H. Wang, W. Zhou, Z. Zhang, B. Chen, J. Jiang, Angew.

Chem. Int. Ed. 2021, 60, 25942–25948.
[12] J.-X. Wang, J. Pei, X.-W. Gu, Y.-X. Lin, B. Li, G. Qian, Chem. Commun.

2021, 57, 10051–10054.
[13] Y. Yang, L. Libo, R.-B. Lin, Y. Ye, Z. Yao, L. Yang, F. Xiang, S. Chen, Z.

Zhang, S. Xiang, B. Chen, Nat. Chem. 2021, 13, 933–939.
[14] Y. Liu, H. Wu, L. Guo, W. Zhou, Z. Zhang, Q. Yang, Y. Yang, Q. Ren, Z.

Bao, Angew. Chem. Int. Ed. 2022, 61, e202117609.
[15] L. Ma, Y. Xie, R. S. H. Khoo, H. Arman, B. Wang, W. Zhou, J. Zhang, R.-B.

Lin, B. Chen, Chem. Eur. J. 2022, e202104269.
[16] P. Cui, E. Svensson Grape, P. R. Spackman, Y. Wu, R. Clowes, G. M. Day,

A. K. Inge, M. A. Little, A. I. Cooper, J. Am. Chem. Soc. 2020, 142, 12743–
12750.

[17] B. Wang, R. He, L.-H. Xie, Z.-J. Lin, X. Zhang, J. Wang, H. Huang, Z. Zhang,
K. S. Schanze, J. Zhang, S. Xiang, B. Chen, J. Am. Chem. Soc. 2020, 142,
12478–12485.

[18] X. Ding, Z. Liu, Y. Zhang, G. Ye, J. Jia, J. Chen, Angew. Chem. Int. Ed.
2022, 61, e202116483.

[19] M. Zhang, J. Samanta, C. Ke, Cryst. Growth Des. 2022, 22, 3421–3427.
[20] P. Sozzani, S. Bracco, A. Comotti, L. Ferretti, R. Simonutti, Angew. Chem.

Int. Ed. 2005, 44, 1816–1820; Angew. Chem. 2005, 117, 1850–1854.
[21] T. Chen, I. Popov, W. Kaveevivitchai, Y. Chuang, Y. Chen, O. Daugulis,

A. J. Jacobson, O. S. Miljanic, Nat. Commun. 2014, 5, 5131–5138.
[22] B. Ji, D. Zhang, R. Liang, G. Kang, Q. Zhu, D. Deng, Cryst. Growth Des.

2021, 21, 482–489.
[23] B. J. Eckstein, L. C. Brown, B. C. Noll, M. P. Moghadasnia, G. J. Balaich,

C. M. McGuirk, J. Am. Chem. Soc. 2021, 143, 20207–20215.
[24] W. Yang, R. Jiang, C. Liu, B. Yu, X. Cai, H. Wang, Cryst. Growth Des. 2021,

21, 6497–6503.
[25] G. Gong, J. Zhao, Y. Chen, F. Xie, F. Lu, J. Wang, L. Wanga, S. Chen, J.

Mater. Chem. A 2022, 10, 10586–10592.
[26] C. Chen, H. Guan, H. Li, Y. Zhou, Y. Huang, W. Wei, M. Hong, M. Wu,

Angew. Chem. Int. Ed. 2022, 61, e202201646.
[27] G. Rama Krishna, R. Devarapalli, G. Lal, C. M. Reddy, J. Am. Chem. Soc.

2016, 138, 13561–13567.
[28] Z. Liu, L. Zhang, D. Sun, Chem. Commun. 2020, 56, 9416–9432.
[29] P. She, Y. Qin, X. Wang, Q. Zhang, Adv. Mater. 2021, 34, 2101175–

2101202.
[30] C. C. Sun, C. M. Reddy, CrystEngComm 2021, 23, 5683–5685.
[31] J. L. Atwood, L. J. Barbour, A Jerga, B. L. Schottel, Science 2002, 298,

1000–1002.
[32] Z. Wang, N. Sikdar, S.-Q. Wang, X. Li, M. Yu, X.-H. Bu, Z. Chang, X. Zou, Y.

Chen, P. Cheng, K. Yu, M. J. Zaworotko, Z. Zhang, J. Am. Chem. Soc.
2019, 141, 9408–9414.

[33] L. J. Barbour, Chem. Commun. 2006, 1163–1168.
[34] R. Natarajan, L. Bridgland, A. Sirikulkajorn, J.-H. Lee, M. F. Haddow, G.

Magro, B. Ali, S. Narayanan, P. Strickland, J. P. H. Charmant, A. G. Orpen,
N. B. McKeown, C. G. Bezzu, A. P. Davis, J. Am. Chem. Soc. 2013, 135,
16912–16925.

[35] J. K. Zaręba, Inorg. Chem. Commun. 2017, 86, 172–186.
[36] X. Wang, M. Simard, J. D. Wuest, J. Am. Chem. Soc. 1994, 116, 12119–

12120.
[37] J.-H. Fournier, T. Maris, M. Simard, J. D. Wuest, Cryst. Growth Des. 2003,

3, 535–540.
[38] J.-H. Fournier, T. Maris, J. D. Wuest, W. Guo, E. Galoppini, J. Am. Chem.

Soc. 2003, 125, 1002–1006.
[39] D. Laliberté, T. Maris, J. D. Wuest, Can. J. Chem. 2004, 82, 386–398.

Chemistry—A European Journal 
Research Article
doi.org/10.1002/chem.202202977

Chem. Eur. J. 2022, 28, e202202977 (7 of 8) © 2022 The Authors. Chemistry - A European Journal published by Wiley-VCH GmbH

Wiley VCH Donnerstag, 15.12.2022

2272 / 273152 [S. 234/235] 1

 15213765, 2022, 72, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/chem
.202202977 by U

niversity D
egli Studi D

i Parm
a Settore B

iblioteche, W
iley O

nline L
ibrary on [18/01/2023]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense

https://www.ccdc.cam.ac.uk/services/structures?id=doi:10.1002/chem.202202977
https://www.ccdc.cam.ac.uk/services/structures?id=doi:10.1002/chem.202202977
https://www.ccdc.cam.ac.uk/services/structures?id=doi:10.1002/chem.202202977
http://www.ccdc.cam.ac.uk/structures
https://doi.org/10.1002/anie.200353559
https://doi.org/10.1002/anie.200353559
https://doi.org/10.1002/ange.200353559
https://doi.org/10.1021/ja1042935
https://doi.org/10.1021/ja1042935
https://doi.org/10.1039/D0TC03261A
https://doi.org/10.1039/D0TC03261A
https://doi.org/10.1002/anie.201201174
https://doi.org/10.1002/ange.201201174
https://doi.org/10.1039/C8CE00655E
https://doi.org/10.1039/C8CE00655E
https://doi.org/10.1039/C8CS00155C
https://doi.org/10.1039/C8CS00155C
https://doi.org/10.1021/accountsmr.0c00019
https://doi.org/10.1021/jacs.0c06473
https://doi.org/10.1021/jacs.0c06473
https://doi.org/10.1039/D1CC04782E
https://doi.org/10.1002/anie.202110057
https://doi.org/10.1002/anie.202110057
https://doi.org/10.1039/D1CC03438C
https://doi.org/10.1039/D1CC03438C
https://doi.org/10.1038/s41557-021-00740-z
https://doi.org/10.1021/jacs.0c04885
https://doi.org/10.1021/jacs.0c04885
https://doi.org/10.1021/jacs.0c05277
https://doi.org/10.1021/jacs.0c05277
https://doi.org/10.1021/acs.cgd.2c00217
https://doi.org/10.1002/anie.200461704
https://doi.org/10.1002/anie.200461704
https://doi.org/10.1002/ange.200461704
https://doi.org/10.1021/acs.cgd.0c01212
https://doi.org/10.1021/acs.cgd.0c01212
https://doi.org/10.1021/jacs.1c08642
https://doi.org/10.1021/acs.cgd.1c00942
https://doi.org/10.1021/acs.cgd.1c00942
https://doi.org/10.1039/D2TA00628F
https://doi.org/10.1039/D2TA00628F
https://doi.org/10.1021/jacs.6b05118
https://doi.org/10.1021/jacs.6b05118
https://doi.org/10.1039/D0CC03197F
https://doi.org/10.1039/D1CE90102H
https://doi.org/10.1126/science.1077591
https://doi.org/10.1126/science.1077591
https://doi.org/10.1021/jacs.9b04319
https://doi.org/10.1021/jacs.9b04319
https://doi.org/10.1039/b515612m
https://doi.org/10.1021/ja405701u
https://doi.org/10.1021/ja405701u
https://doi.org/10.1021/ja00105a089
https://doi.org/10.1021/ja00105a089
https://doi.org/10.1021/cg034043d
https://doi.org/10.1021/cg034043d
https://doi.org/10.1021/ja0276772
https://doi.org/10.1021/ja0276772
https://doi.org/10.1139/v03-208


[40] I. Bassanetti, S. Bracco, A. Comotti, M. Negroni, C. Bezuidenhout, S.
Canossa, P. P. Mazzeo, L. Marchiò, P. Sozzani, J. Mater. Chem. A 2018, 6,
14231–14239.

[41] C. B. Caputo, V. N. Vukotic, N. M. Sirizzotti, S. J. Loeb, Chem. Commun.
2011, 47, 8545–8547.

[42] H. Kitagawa, H. Ohtsu, M. Kawano, Angew. Chem. Int. Ed. 2013, 52,
12395–12399; Angew. Chem. 2013, 125, 12621–12625.

[43] H. Kitagawa, H. Ohtsu, A. J. Cruz-Cabeza, M. Kawano, IUCrJ 2016, 3, 232–
236.

[44] H. Ohtsu, M. Okuyama, T. Nakajima, M. Iwamura, K. Nozaki, D.
Hashizume, M. Kawano, Inorg. Chem. 2021, 60, 9273–9277.

[45] P. A. Wood, T. S. G. Olsson, J. C. Cole, S. J. Cottrell, N. Feeder, P. T. A.
Galek, C. R. Groom, E. Pidcock, CrystEngComm 2013, 15, 65–72.

[46] A. I. Kitaigorodskii, Acta Crystallogr. 1965, 18, 585–590.
[47] D. Holden, S. Y. Chong, L. Chen, K. E. Jelfs, T. Hasell, A. I. Cooper, Chem.

Sci. 2016, 7, 4875–4879.
[48] C. Massera, M. Melegari, E. Kalenius, F. Ugozzoli, E. Dalcanale, Chem. Eur.

J. 2011, 17, 3064–3068.
[49] W. Xiao, C. Hu, M. D. Ward, J . Am. Chem. 2014, 136, 14200–14206.
[50] P. Li, H. D. Arman, H. Wang, L. Weng, K. Alfooty, R. F. Angawi, B. Chen,

Cryst. Growth Des. 2015, 15 (4), 1871–1875.
[51] S. A. Boer, L. Conte, A. Tarzia, M. T. Huxley, M. G. Gardiner, D. R. T.

Appadoo, C. Ennis, C. J. Doonan, C. Richardson, N. G. White, Chem. Eur.
J. 2022, 28, e202201929.

[52] C. R. Groom, I. J. Bruno, M. P. Lightfoot, S. C. Ward, Acta Crystallogr. Sect.
B 2016, 72, 171–179.

[53] P. R. Spackman, M. J. Turner, J. J. McKinnon, S. K. Wolff, D. J. Grimwood,
D. Jayatilaka, M. A. Spackman, J. Appl. Crystallogr. 2021, 54, 1006–1011.

[54] T. Gruene, J. T. C. Wennmacher, C. Zaubitzer, J. J. Holstein, J. Heidler, A.
Fecteau-Lefebvre, S. De Carlo, E. Müller, K. N. Goldie, I. Regeni, T. Li, G.
Santiso-Quinones, G. Steinfeld, S. Handschin, E. van Genderen, J. A.
van Bokhoven, G. H. Clever, R. Pantelic, Angew. Chem. Int. Ed. 2018, 57,
16313–16317; Angew. Chem. 2018, 130, 16551–16555.

[55] M. Gemmi, E. Mugnaioli, T. E. Gorelik, U. Kolb, L. Palatinus, P. Boullay, S.
Hovmoller, J. P. Abrahams, ACS Cent. Sci. 2019, 5, 1315–1329.

[56] D. Marchetti, F. Guagnini, A. E. Lanza, A. Pedrini, L. Righi, E. Dalcanale,
M. Gemmi, C. Massera, Cryst. Growth Des. 2021, 21 (12), 6660–6664.

[57] M. Gemmi, A. E. Lanza, Acta Crystallogr. Sect. B 2019, 75, 495–504.
[58] L. Palatinus, V. Petříček, C. A. Corrêa, Acta Crystallogr. Sect. A 2015, 71,

235–244.
[59] L. Palatinus, P. Brázda, P. Boullay, O. Perez, M. Klementová, S. Petit, V.

Eigner, M. Zaarour, S. Mintova, Science 2017, 355, 166–169.
[60] S. Mecozzi, J. Jr. Rebek, Chem. Eur. J. 1998, 4, 1016–1022.
[61] V. I. Nikolayenko, D. C. Castell, D. P. van Heerden, L. J. Barbour, Angew.

Chem. Int. Ed. 2018, 57, 12086–12091; Angew. Chem. 2018, 130, 12262–
12267.

[62] F. M. Winnik, Chem. Rev. 1993, 93, 587–614.
[63] L. Spinelle, M. Gerboles, G. Kok, S. Persijn, T. Sauerwald, Sensors 2017,

17, 1520.

Manuscript received: September 23, 2022
Accepted manuscript online: September 26, 2022
Version of record online: October 31, 2022

Chemistry—A European Journal 
Research Article
doi.org/10.1002/chem.202202977

Chem. Eur. J. 2022, 28, e202202977 (8 of 8) © 2022 The Authors. Chemistry - A European Journal published by Wiley-VCH GmbH

Wiley VCH Donnerstag, 15.12.2022

2272 / 273152 [S. 235/235] 1

 15213765, 2022, 72, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/chem
.202202977 by U

niversity D
egli Studi D

i Parm
a Settore B

iblioteche, W
iley O

nline L
ibrary on [18/01/2023]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense

https://doi.org/10.1039/C8TA02211A
https://doi.org/10.1039/C8TA02211A
https://doi.org/10.1039/c1cc12188j
https://doi.org/10.1039/c1cc12188j
https://doi.org/10.1002/anie.201306776
https://doi.org/10.1002/anie.201306776
https://doi.org/10.1002/ange.201306776
https://doi.org/10.1107/S2052252516008423
https://doi.org/10.1107/S2052252516008423
https://doi.org/10.1021/acs.inorgchem.1c01451
https://doi.org/10.1039/C2CE25849H
https://doi.org/10.1107/S0365110X65001391
https://doi.org/10.1039/C6SC00713A
https://doi.org/10.1039/C6SC00713A
https://doi.org/10.1002/chem.201003407
https://doi.org/10.1002/chem.201003407
https://doi.org/10.1107/S2052520616003954
https://doi.org/10.1107/S2052520616003954
https://doi.org/10.1107/S1600576721002910
https://doi.org/10.1002/anie.201811318
https://doi.org/10.1002/anie.201811318
https://doi.org/10.1002/ange.201811318
https://doi.org/10.1021/acscentsci.9b00394
https://doi.org/10.1107/S2052520619007510
https://doi.org/10.1107/S2053273315001266
https://doi.org/10.1107/S2053273315001266
https://doi.org/10.1126/science.aak9652
https://doi.org/10.1002/(SICI)1521-3765(19980615)4:6%3C1016::AID-CHEM1016%3E3.0.CO;2-B
https://doi.org/10.1002/anie.201806399
https://doi.org/10.1002/anie.201806399
https://doi.org/10.1002/ange.201806399
https://doi.org/10.1002/ange.201806399
https://doi.org/10.1021/cr00018a001
https://doi.org/10.3390/s17071520
https://doi.org/10.3390/s17071520

