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Introduction

Facile construction of well-defined radical
metallacycles through coordination-driven
self-assembly

Qian Tu,® Gui-Fei Huo,? Xiao-Li Zhao, (2 Haitao Sun, (2° Xueliang Shi{® ** and

Hai-Bo Yang (@ *@

Recently, the marriage of organic radicals and supramolecular chemistry has given birth to a booming
research field of supramolecular radical chemistry. However, the well-developed supramolecular radical
systems are still limited, especially at present the supramolecular coordination radical systems are rarely
explored. The construction of discrete supramolecular radical coordination complexes such as radical
metallacycles and metallacages still remains a great challenge mainly because of the intrinsically
unstable nature of organic radicals and the lack of suitable coordination method. Herein, we design and
synthesize a hew organic radical ligand CzBTM-Py with well-defined coordination geometry and persistent
stability. Subsequently, two discrete radical metallacycles of M1 and M2 are successfully and efficiently
constructed via the coordination-driven self-assembly approach. Due to the mild coordination reaction
conditions the open-shell nature of CzBTM-Py is preserved as indicated by the electron paramagnetic
resonance (EPR) spectroscopy. The chemical structures of CzBTM-Py, M1 and M2 are successfully
determined by X-ray crystallography. Interestingly, a chiral self-sorting behavior is observed in this
coordination-driven self-assembly process, i.e., M1 exists as MM/PP enantiomers couple while M2 exists as
the heterochiral PM form. Moreover, the photophysical properties of the radicals have changed significantly
after coordination, making the color and emission of M1 and M2 differ from those of CzBTM-Py.
Additionally, metallacycles M1 and M2 show better photostability than radical ligand CzBTM-Py. This work
successfully demonstrates a highly efficient coordination-driven self-assembly approach to synthesize
radical-based supramolecular coordination complexes, which could modulate the chemical and physical
properties of organic radicals, and thus to develop new functional metal—-organic radical materials.

radicals have played increasingly important roles in the field
of organic synthesis, biology, and functional materials.>® For

Free radicals are compounds that feature unpaired electrons
or open-shell electronic configurations. Since the landmark
discovery of the persistent organic radicals by Moses Gomberg
in 1900," the design and synthesis of stable organic radicals
has been very attractive but also great challenge to chemists.>
Most organic radicals are highly reactive and readily undergo
dimerization, hydrogen abstraction, disproportionation and
other reactions, therefore usually unstable.>* Due to their
distinct open-shell nature and special reactivity, organic
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example, organic radicals are involved in many synthetic trans-
formations and have been widely used as (co)catalysts for the
oxidation, mediators for living radical polymerization, and
antioxidants.”® Organic free radicals are actually produced
continuously in biosystems and play an important role in a
number of biological processes, e.g., efficiently transforming
air and food into chemical energy in the human body largely
depends on the chain reactions of free radicals.'® Organic
radicals with intrinsic magnetic nature have also demonstrated
the wide application in the field of spin trapping, spin labelling,
EPR imaging, and dynamic nuclear polarization (DNP).''™*
Moreover, organic radicals have been intensively employed
as functional building blocks to construct a variety of radical-
based functional materials such as organic magnetic materials,
organic spintronics, organic conductors, organic radical batteries,
and so on.">'® Particularly, organic radicals are recently emerging
as peculiar luminescent materials and have demonstrated great
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success in the application of highly efficient radical-based organic
light-emitting diodes (OLEDs)."”>* Notably, organic radicals have
also aroused extensive attention in the field of supramolecular
chemistry, leading to a booming research field of supramolecular
radical chemistry.>*> The most pioneer work in this field is the
study of the various organic radical cation dimerization and their
host-guest chemistry and self-assembly.*° However, the supra-
molecular radical systems reported so far are still limited
to radical cation-based host-guest systems, while the supramole-
cular coordination radical systems are still less explored.> ™’
The marriage of organic radical chemistry and coordination
chemistry, namely radical coordination chemistry, could poten-
tially spark some new design ideas and eventually create new
radical-based molecules and materials.*® It has demonstrated
that the coordination of organic radicals has a profound effect
on the properties of the resultant radical complexes such as the
ligand radical reactivity and their magnetic exchange coupling,
which are very important to implement their practical applica-
tions in organic synthesis and magnetic properties. Specifically,
organic radicals can react with transition-metal complexes in
many different ways accompanied by various valuable organic
reactions and important biological processes.*® Organic radicals,
as unique bridging ligands, could efficiently facilitate strong
magnetic exchange coupling between high-anisotropy para-
magnetic metal centers, which represents a classical rule to
design high temperature single-molecule magnets.***' Moreover,
recent reports have also demonstrated that the coordination of
the luminescent radicals to gold(r) could affect the electronic
states of radicals and significantly enhance their fluorescence
quantum yield and photostability.**** To date, a wide variety
of metal-radical coordination complexes ranging from simple
radical-molecule complexes to infinite one-dimensional coordina-
tion chains and two- and three-dimensional metal-radical
networks have been successfully constructed.*"** However, to
the best of our knowledge, discrete radical metallacycles are rarely
reported and documented, probably due to the challenging design
and synthesis of the suitable radical ligands with well-defined
coordination geometry and persistent stability.*”***® Moreover,
the novel mild and efficient coordination method is also highly
anticipated to prepare discrete radical metallacycles.
Coordination-driven self-assembly has proven to be a powerful
approach to construct a diverse range of supramolecular coordi-
nation complexes with well-controlled shapes and sizes, including
metallacycles, metallacages, and metal-organic frameworks
(MOFs), through the combination of a range of diverse functional
ligands and complementary metal salts.*’”®* The employment
of coordination-driven self-assembly methodology to construct
discrete radical metallacycles (Fig. 1) is expected to show several
distinct merits including: (1) the coordination-driven supramole-
cular self-assembly reaction conditions are very mild without
adding any acid/base or catalyst; (2) the coordination-driven
self-assembly approach is very efficient with no need for the
tedious purification steps; (3) the combination of different
organometallic acceptors with organic radical ligand could
result in a diverse library of metal-organic coordination com-
plexes with different conformations; and (4) the introduction of
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Fig. 1 Cartoon representation of the construction of discrete radical
metallacycle through the coordination-driven self-assembly approach in
this work and its advantages.

heavy atoms like Pt may lead to some interesting photophysical
properties of organic radicals. In addition to the coordination
method, the rational design of the suitable ditopic or polytopic
organic radical ligands with well-defined coordination geo-
metry and persistent stability is also crucially important
because radical ligands not only dictate the structure and
topology of the resulting radical-based supramolecular archi-
tectures but also determine their properties and applications.

In this work, we design and synthesize a new dipyridyl-
functionalized (N-carbazolyl)bis(2,4,6-trichlorophenyl) methyl
radical (CzBTM-Py) which serves as a stable ligand with
conformational rigidity and well-defined coordinate vectors.
Subsequently, efficient coordination-driven self-assembly of the
radical ligand CzBTM-Py with the complementary metal acceptors
resulted in two well-defined radical metallacycles, namely M1 and
M2. Notably, continuous wave electron paramagnetic resonance
(CW-EPR) spectroscopy revealed that the open-shell nature of
radical ligand CzBTM-Py was preserved in the resultant metalla-
cycles, mainly because of the relatively long persistence of radical
CzBTM-Py and the mild reaction conditions in such coordination-
driven self-assembly process. The crystal structure of CZBTM-Py is
determined by single crystal X-ray diffraction and shows that
CzBTM-Py exists in two different enantiomeric forms of P and
M. Interestingly, metallacycles M1 and M2 displayed distinct well-
defined shapes and sizes as well as intriguing chiral self-sorting
behavior as indicated in their single crystals. With regard to their
photophysical properties, the radical ligand CzZBTM-Py and metal-
lacycles M1 and M2 differ in their color and emission. Moreover,
the radical stability studies revealed that metallacycles M1 and
M2 showed better photostability than those of radical ligand
CzBTM-Py. Therefore, this study demonstrates that coordination-
driven self-assembly is a facile and versatile strategy for the
preparation of discrete radical supramolecular coordination
complexes. The preliminary results in this work also success-
fully prove the importance of supramolecular coordination
approach in modulation of the chemical and physical properties
of organic radicals, which may open up a new avenue to develop
functional metal-organic radical materials.

Results and discussion
Synthesis and characterization of the radical ligand CzZBTM-Py

Polychlorotriphenylmethyl radicals such as perchlorotriphenyl
methyl (PTM) and tris(2,4,6-trichlorophenyl)methyl (TTM) radicals

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2021
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Scheme 1 Synthetic route to CzBTM-Py.

are reported to be very stable and easily chemically modified.
Thus, a new ditopic TTM-based radical ligand, namely CzZBTM-Py
bearing two 4-pyridyl groups, was designed in this work. CZBTM-Py
was successfully synthesized by a two-step procedure as illustrated
in Scheme 1. First, a Suzuki coupling reaction of 3,6-dibromo-
carbazole 1 with 4-pyridinylboronic acid 2 afforded 3,6-di(4-pyridyl)
carbazole 3 in 41% yield. Subsequently, a nucleophilic substitution
reaction of 3 with (bromomethylene)bis(2,4,6-trichlorobenzene) 4
accompanying a DMSO-mediated oxidation resulted in CzZBTM-Py
in moderate yield (24%).°> Notably, CZBTM-Py is very stable and
could be purified by column chromatography. Due to the
paramagnetic nature, the proton nuclear magnetic resonance
(*H NMR) spectrum of CzBTM-Py experienced seriously signal
broadening (see the ESIT Fig. S12), leading to very difficult
to identify its exact structure. Nevertheless, the structure of
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Scheme 2 Self-assembly of metallacycles M1 and M2.

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2021

View Article Online

Research Article

CzBTM-Py was unambiguously confirmed by electrospray ioni-
zation mass spectrometry (ESI-MS) (Fig. S19, ESIt) and X-ray
crystallographic analysis (vide infra). The single crystal of
CzBTM-Py further confirmed its good conformational rigidity
and well-defined coordinate vectors that is readily able to
coordinate with suitable di-Pt(u) acceptors.

Self-assembly of radical metallacycles M1 and M2 and their
characterization

Since CzBTM-Py is a nearly 90° dipyridyl acceptor, two comple-
mentary metal acceptors of A1 and A2 are elaborately chosen to
construct two metallacycles with different shapes and sizes.**%*
As shown in Scheme 2, metallacycle M1 with PFs~ counterion
was prepared by simply mixing the radical ligand CzBTM-Py
with the 90° diplatinum(u) acceptor A1 in 1:1 ratio in a mixed
solvent of acetone and water at 50 °C, and then adding a
saturated aqueous solution of KPF, to precipitate the dark
red products with high yield up to 90%. Similarly, metallacycle
M2 with OTf (OTf = trifluoromethanesulfonate) counterion
was prepared in high yield (~90%) via coordination-driven self-
assembly from CzBTM-Py and corresponding acceptor of A2 in
CH,Cl, at room temperature. It is also worth noting that the
open-shell nature of CzBTM-Py is preserved in the resultant
metallacycles M1 and M2, mainly because of the relatively long
persistence of radical CZBTM-Py and the mild reaction conditions
in such coordination-driven self-assembly process. Consequently,
the signal peak broadening was also significant in the "H NMR
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spectra of M1 and M2, making it difficult to characterize their
structure by conventional NMR spectroscopy (Fig. S14-S17, ESIT).
Nevertheless, the ESI-MS-TOF mass spectrometry provided further
evidence for the formation of the target of M1 and M2 (Fig. S20
and S21, ESIY). Specifically, the observed peaks for M1 and M2
were all isotopically resolved and agreed well with their corres-
ponding simulated isotope pattern, supporting the formation of a
discrete structure as the sole assembly product. Finally, the
absolute structures of M1 and M2 were successfully determined
by X-ray crystallographic analysis (vide infia).

CW-EPR spectroscopy studies

CW-EPR is then employed to characterize the radical signature
of CzBTM-Py, M1 and M2. As shown in Fig. 2a, solution-state
CW-EPR spectra of CzBTM-Py, M1 and M2 all revealed a
dominant sharp peak with g & 2.003, illustrating the existence
of the unpaired electron in their structures. The sharp peak was
accompanied by very weak satellite lines, which were attributed
to the natural abundant **C hyperfine coupling. The hyperfine
coupling with "H or N was hardly observed, implying that the
spin density is mainly distributed on the central trivalent C
atom. Similarly, solid-state EPR spectra of CzZBTM-Py, M1 and
M2 also showed a single peak, while the peak became signifi-
cantly broadened due to their dipole-dipole interactions in the
solid state (Fig. 2b). No forbidden half-field transition was
observed in the EPR spectra of M1 and M2 despite of their
potential biradical nature in the ground state. The absence of
the forbidden half-field transition implies the very week spin-
spin interactions in M1 and M2, mainly attributed to the very
long distance between the two radicals in M1 and M2, which do
not favor the spin-spin interaction.®®

X-ray crystallographic analysis

X-ray-quality single crystal of radical ligand CzBTM-Py was
easily grown by slow diffusion of methanol into chloroform
solution at room temperature. As shown in Fig. 3a, the crystal
structure of CzBTM-Py consists of a trivalent, sp>-hybridized
carbon atom that is connected to three sterically hindered
aromatic rings, implying its open-shell nature. The bulky
chlorine atoms caused the two 2,4,6-trichlorophenyl groups
to have a highly twist orientation, ie., the torsion angles
between the plane of carbazole group and the plane of
trichlorophenyl group were determined to be approximately

(a) (b)
J\f CzBTM Py
——C2BTM-Py

—M1 _Mz

==
| A

T T T T T T ) T T
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Fig. 2 Room-temperature CW X-band EPR spectra of CzZBTM-Py, M1 and
M2 in the solution state (a) and solid state (b). * indicates **C hyperfine
coupling.
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Fig. 3 ORTEP drawings and 3D packing structures of (a) CzBTM-Py,
(b) M1, and (c) M2. Hydrogen atoms, anions and solvent are omitted for clarity.

48.12° and 44.63° (Fig. 3a). CzZBTM-Py crystalized in layers with
strong intermolecular n-n stacking interaction (Fig. 3a). Single
crystals of metallacycles M1 and M2 were also grown by slow
diffusion of isopropyl ether into dichloromethane solution
at the room temperature. After coordination, the structural
integrity of CzBTM-Py is maintained in M1 and M2, further
implied that the radical is persistent under this mild self-
assembly reaction condition. In their crystal forms, metalla-
cycle M1 was nearly square and planar, while metallacycle M2
exhibited a bowl shape as indicated from the side view (Fig. 3b
and c). The non-planar conformation of M2 is mainly due to the
reversible thermodynamic nature of the coordination-driven
self-assembly process wherein CzBTM-Py and A2 are prone to
adopt the most comfortable coordination geometry and form
the thermodynamically stable [2+2] metallacycle M2. The diameters
of the internal cavity of M1 and M2 were determined to be
approximately 13 A and 6 A, respectively. Notably, the spin-spin
distances between the two radicals in M1 and M2 were around 30 A
and 14 A, respectively. Such ultra-long distance could account for
the weak spin-spin interactions in M1 and M2 as revealed by their
single-line EPR spectra.®> The metallacycles M1 and M2 further
packed into columns with well-defined channel size. No obvious
intermolecular stacking interaction was existed between the radical
centers, implying the weak intermolecular spin-spin interactions in
M1 and M2. To the best of our knowledge, this represents one of
very few examples of the discrete radical metallacycles being
characterized by X-ray crystallography.

Chiral self-sorting behavior

Polychlorotriphenylmethyl radicals and their derivatives are
intrinsically chiral because of their propeller-like conformation
with a considerable rotational energy barrier.®® As a result, these
radicals have two atropisomeric forms of Plus (P) and Minus (M)
according to the Cahn-Ingold-Prelog (CIP) nomenclature.®”

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2021
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(a)

Fig. 4 (a) M (blue) and P (red) enantiomer of CzBTM-Py. Chiral self-sorting behavior of metallacycles M1 (b) and M2 (c).

Similarly, radical ligand CzBTM-Py also exists in two different
enantiomeric forms M (blue) and P (red) as indicated in its single
crystal (Fig. 4a). The energy barrier of CzBTM-Py was calculated
to be ~23.23 kecal mol™" (Fig. S27, ESIT), which also agree well
with the literature.®® Upon self-assembly with the complemen-
tary metal acceptors, several possible stereoisomers are expected
in the resultant [2+2] metallacycles M1 and M2, including the
homochiral assemblies of MM and PP, and the heterochiral
assembly of PM. Interestingly, metallacycle M1 is heterochiral
assembly consisting of a M-enantiomer and a P-enantiomer
of CzBTM-Py, while no homochiral assemblies of MM or PP
enantiomer is observed in this process (Fig. 4b). In comparison,
self-assembly of two CzBTM-Py units with A2 results in only
the MM/PP enantiomers couple of metallacycle M2 (Fig. 4c),
whereas the heterochiral assembly of PM is not observed in
this coordination-driven self-assembly process. Therefore, these
results imply the distinct chiral self-sorting behavior of the
metallacycles M1 and M2 along their self-assembly process.
The underlying mechanism of such chiral self-sorting behavior
is not clear and might be related to the reversible thermody-
namic nature of the coordination-driven self-assembly process in
which the final coordination species tend to form the thermo-
dynamically preferred discrete supramolecular entities in their
single crystals.®® Notably, the two enantiomers of CzBTM-Py and
M2 are difficult to separate because of their relatively small
energy barrier at room temperature, and also the lack of the
suitable chiral stationary phase (CSP) columns.®®

Photophysical properties

Very recently, polychlorotriphenylmethyl radicals and their
derivatives have demonstrated to exhibit peculiar luminescent
feature, which is very important to improve the efficiency of
conventional OLED."”">* Thus, the photophysical properties of
CzBTM-Py, M1 and M2 have been surveyed in this study.
As shown in Fig. 5a, CzZBTM-Py featured two relatively strong
absorption peaks between 300 nm and 400 nm and a very

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2021
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Fig. 5 (a) UV-Vis absorption spectra of 10 uM CzBTM-Py, M1 and M2 in
CH,Cl, solution; (b) emission spectra of CzBTM-Py (10 uM), M1 (5 uM) and
M2 (5 pM) in CH,Cl, solution (lex = 490 nm); insert are the photos of their
solutions under daylight (a) and UV light (365 nm) (b).
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weak broad absorption band extending from ca. 420 nm into
ca. 650 nm. The resultant broad absorption band can be
assigned to the characteristic absorption of carbon-centered
radicals. After coordination, metallacycle M2 experienced a very
similar absorption profile to that of CzZBTM-Py, while metalla-
cycle M1 exhibited strong absorption under 400 nm. The strong
absorption peak at 320 nm is very likely caused by the acceptor

Mater. Chem. Front., 2021, 5, 1863—1871 | 1867
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ligand of A1 which contains carbazole moiety since the later
one showed absorption peak in this region (Fig. S22, ESIT).
Notably, the molar absorption coefficient of metallacycles M1
and M2 is significantly enhanced compared with that of radical
ligand CzBTM-Py largely because the metallacycles contain two
CzBTM-Py chromophores (Fig. S23, ESI). As a consequence,
the solution of CzBTM-Py is somewhat red while the color of
metallacycles M1 and M2 is yellow brown. With regard to their
emission properties (Fig. 5b), CZBTM-Py is very weak luminescent
in contrast to its precursor analogue CzBTM featuring strong
emission.”> The weak emissive property of CzBTM-Py might
be attributed to the potential enhanced intersystem crossing
induced by the 4-pyridyl substituent, thus quenching the ligand
fluorescence.”® The preliminary results also revealed that the
supramolecular coordination seemed to have an effect on the
luminescent properties of radicals, e.g., coordination-driven self-
assembly process decreased the fluorescence intensity of metalla-
cycle M1 while increased the fluorescence intensity of M2. Notably,
the fluorescence quantum yield (¢) of CzBTM-Py, M1 and M2
was extremely low and the exact @ value was virtually impossible
to probe by the relative method (Fig. S24, ESIt). Interestingly,
CzBTM-Py, M1 and M2 displayed very weak blue emission in dark
upon UV-light irradiation (365 nm), which is mainly derived from
the carbazole chromophore (Fig. 5b). The underlying mechanism
of the coordination effect on the emissive properties of radicals is
unknown and might be related to the metal-to-ligand charge
transfer (MLCT) or ligand-to-metal charge transfer (LMCT),”* and
the related investigation is in progress in our laboratory.

Stability studies

Polychlorotriphenylmethyl radicals are reported to be persistent
and stable to air and moisture, and can be kept for a long period in
the absence of light.®® As shown in Fig. 6a and Fig. S2-S4 (ESIY), the
EPR intensity of the solution of CzBTM-Py, M1 and M2 was
measured over 1000 min in the dark condition. The results revealed
that CzBTM-Py, M1 and M2 were very stable even after long-term
storage under ambient condition, which is consistent with the
literature. However, upon irradiation (200 to 2000 nm) CzBTM-Py
was thoroughly decomposed within 5 min, while a much longer
time (~20 min) was needed for M2 to be completely degraded
(Fig. 6a and Fig. S5-S8, ESIf). Notably, metallacycle M1 had a
higher resistance to light compared to CzZBTM-Py and M2, e.g., M1
still kept about 30% while the other two were totally decomposed
under this irradiation condition. The enhancement of the photo-
stability of metallacycles was probably due to their rigid and tightly
packed architectures, which decreases its exposed molecular
surface area and protects it from oxygen and moisture under light
condition. In addition, CZBTM-Py, M1 and M2 could be heated up
to 250 °C as confirmed from their thermogravimetric analysis
(TGA), indicating their good thermal stability (Fig. S9, ESIT).

Experimental

Compound 4 and metal acceptors of A1 and A2 were prepared
according to the literature.®* 72
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Fig. 6 EPR signal fading of CzBTM-Py, M1 and M2 in the dark condition
(a) and upon irradiation (b).

Synthesis of 3

A degassed solution of the 3,6-dibromocarbazole 1 (5.0 g,
15.0 mmol) in THF/H,O (4: 1, 200 mL) were added 4-pyridinyl-
boronic acid 2 (11.4 g, 90.0 mmol), Pd(PPh;), (1.8 g, 1.5 mmol)
and Na,CO; (6.5 g, 61.0 mmol). The resultant solution was
stirred at 80 °C for 48 h under an inert atmosphere. The solvent
was then removed by evaporation on a rotary evaporator. The
residue was purified by column chromatography on silica gel
(dichloromethane/acetone = 1:1, two drops of NEt;) to get the
product 3 as a pale-yellow solid (2.4 g, 50% yield). "H NMR
(500 MHz, DMSO-ds, ppm): 6 11.67 (s, 1H), 8.83 (s, 2H), 8.64
(d,J = 5.4 Hz, 4H), 7.91 (d, J = 8.5 Hz, 2H), 7.85 (d, ] = 5.5 Hz, 4H),
7.64 (d, J = 8.5 Hz, 2H). "*C NMR (126 MHz, DMSO-d;) 6 150.23,
147.95, 141.01, 127.97, 124.93, 123.46, 121.01, 119.39, 111.99.
HR-EI-MS: m/z calculated for C,,H;sN; [M]": 321.1266, found:
321.1270.

Synthesis of CzZBTM-Py

Under N, atmosphere, sodium hydride (60% in oil, 58.7 mg,
1.5 mmol) was dispersed in a solution of anhydrous dimethyl
sulfoxide (20 mL), compound 3 (500.0 mg, 1.6 mmol) dissolved
in anhydrous dimethyl sulfoxide (5 mL) was added dropwise
and stirred until that no gas was generated. Compound 4
(458.3 mg, 1.0 mmol) was added into the mixture and stirred
for 3 h under 55 °C. Next, the mixture was cooled to room
temperature and saturated ammonium chloride solution
(50 mL) was added slowly. The precipitate was collected by

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2021
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suction filtration and purified by flash column chromatography
(silica gel, dichloromethane/petroleum ether = 1: 8), after that,
preparative thin layer chromatography (PTLC) was carried out
to get the pure product as a dark red solid (150.0 mg, 24%
yield). '"H NMR and *C NMR of CzBTM-Py are not detected
owing to its strong paramagnetic broadening. HR-ESI-MS: m/z
calculated for C35H;5ClgN; [M + H]™: 692.9602, found: 692.9672.

Self-assembly of metallacycle M1

CzBTM-Py (20.0 mg, 28.8 pmol) and diplatinum(u) acceptor Al
(34.6 mg, 28.8 umol) were weighed accurately into a glass vial,
and then added 5.0 mL acetone and 1.0 mL water. The reaction
solution was then stirred at 55 °C in dark overnight to yield a
homogeneous fuchsia solution. Then the saturated KPFg
solution was added into the bottle with continuous stirring
(5 min) to precipitate the product. The reaction mixture was
centrifuged, washed several times with water, and dried by
freeze-dryer. The product M1 was obtained as a dark red solid
(53.4 mg, 90% yield).

Self-assembly of metallacycle M2

CzBTM-Py (10.0 mg, 14.4 pmol) and organoplatinum acceptor
A2 (10.5 mg, 14.4 pmol) were weighed accurately into a glass
vial, and then added 2.0 mL CH,Cl,. The reaction solution was
then stirred at room temperature in the dark for 12 hours. After
removing most of the solvent, some drops of ether was added to
precipitate the product. The reaction mixture was then centri-
fuged, washed several times with ether. Dark red powder M2
was gained in 90% yield (18.4 mg) after drying the residue.

Conclusions

In summary, we have designed and synthesized a new ditopic
radical ligand CzBTM-Py bearing two 4-pyridyl groups, which
has persistent stability and well-defined coordination geometry
that is readily able to coordinate with suitable di-Pt(u) acceptors.
Two well-defined radical metallacycles M1 and M2 were then
successfully constructed via the coordination-driven self-assembly
approach. The structures of CzBTM-Py, M1 and M2 were
unambiguously determined by mass spectrometry and X-ray
crystallography. Metallacycle M1 was nearly square and planar
while metallacycle M2 exhibited a bowl shape in the solid state,
illustrating the metal ligand effect on the geometry of assemblies.
Intriguingly, a distinct chiral self-sorting behavior of the metalla-
cycles M1 and M2 was also observed in their single crystals.
Moreover, this study also proves that the supramolecular coordina-
tion approach could affect the photophysical properties and stabi-
lities of CzBTM-Py. Therefore, this work has demonstrated the
power of coordination-driven self-assembly approach to construct
radical-based supramolecular coordination complexes which may
serve as functional metal-organic radical materials in the future.
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