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Supramolecular self-assembly is a bottom-up approach
leading to nano-structures with well-defined molecular
arrangements, and has created a huge number of coordi-
nation polymers and cages in the past decades.1-3 At the
same time, many supramolecular dumbbells produced by
self-assembly processes have also been documented.4 Signal
changes or topological changes by a particular guest
increases the utility of supramolecules in molecular sensing
and molecular machine chemistry.5,6 Our laboratory reported
previously the studies on the molecular recognition of
Inorganic Tennis Balls (ITBs) and its extended structures
produced by bridging it with 4,4'-bipyridine (bpy).7 The self-
assembly of (dach)Pt II(DTEYM) with Cu(OTf)2 in methanol
gives the ITB-14+, [[{(dach)Pt(DTEYM)}2Cu]2]4+, with
interior empty cavity, which is known to encapsulate anions
such as Cl−, NO3

− and ClO4
−.8 In addition, the ITB-14+ has

two exterior pockets recognizing pyridine-like molecules,
and thus bridging of ITB-14+ with bpy leads to 1-D array,
(bpy-ITB-14+).7 Herein we report the transformation of the
1-D array to molecular dumbbell triggered by the presence
of a particular anion, perchlorate.

The crystallization of (dach)PtII(DTEYM) and Cu(ClO4)2
in methanol is known to give ITB-23+, with a chemical
formula of [[{(dach)Pt(DTEYM)}2Cu]2(ClO4)]3+, which has
one ClO4

− in the interior cavity.8 We obtained crystals9,10

from the mixture of ITB-23+ and excess bpy in methanol,
whose structure is shown in Figure 1. Two unis of ITB-23+

are connected by one bpy through Cu-N coordination bond.
Among the two copper ions only one in each ITB-23+ is
coordinated to the bpy. Hence, the shape of the two ITBs
bridged by a bpy appears like a molecular dumbbell. This is
a remarkable topological variation compared to the 1-D
array of the self-assembly product between ITB-14+ and bpy.

The topological variation induced by the anion change
from OTf− to ClO4

− is associated with coordination ability of
copper(II) ion. Some copper(II) carboxylate complexes are
known to adopt square-pyramidal geometry.11 The inside of
the cavity of ITB-14+ is empty, thus the both copper ions in
one ITB-14+ molecule could coordinate to bpy molecules
adopting a square-planar geometry. ITB-23+, however, has
the cavity filled by ClO4

− anion, which allows only one
copper ion to coordinate to a bpy molecule. The copper that
is not bound to bpy could coordinate to ClO4

− anion inside
the cavity and both copper ions could keep 5-coordinations.
Figure 2 shows selected crystal structure around ClO4

− anion
inside the cavity, where among four oxygen atoms of ClO4

−

anion only one oxygen, O(18), is close to Cu(2) atom by
2.688(14) Å. 

Figure 3(a) shows partial 1H NMR spectrum at the

Figure 1. Ball and stick representation of the crystal structure of
[bpy-(ITB-2)2]6+ with supramolecular dumbbell shapes.

Figure 2. Partial crystal structure around the ClO4
− anion inside the

cavity of [bpy-(ITB-2)2]6+. Interatomic distances (Å): Cu(1)-N(9)
2.341(9), Cu(1)-O(1) 1.954(9), Cu(1)-O(2) 1.952(8), Cu(1)-O(3)
1.935(9) Cu(1)-O(4) 1.942(8), Cu(2)-O(9) 1.930(10), Cu(2)-O(10)
1.930(9), Cu(2)-O(11) 1.928(10), Cu(2)-O(12) 1.938(9); Cu(2)-
O(18) 2.688(14), Cu(2)-O(19) 3.025(15), Cu(1)-O(17) 3.281(17),
Cu(1)-O(20) 3.211(14).
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aromatic region for the methanol-d6 solution of ITB-14+ and
bpy. The coordination of nitrogen to copper(II) atom bro-
adens the peak of the proton at ortho position (Ha), and the
peak for Ha is hardly seen. When 1 equivalent [Bu4N][ClO4

−]
is added to the solution of Figure 3(a), the spectrum of
Figure 3(b) is obtained. The appearance of the Ha peak
reveals that the bpy is binding to copper less strongly due to
the encapsulation of the ClO4

− anion in the cavity of ITB-
14+. Certainly, the ClO4

− anion in the cavity makes one
copper to lose the power of binding affinity toward the
pyridine nitrogen as discussed in the fore section.

In conclusion, we have shown that the polymeric supra-
molecule formed by ITB-14+ and bpy is transformed to a
dumbbell-shaped supramolecule by the addition of ClO4

-

anion. The crystal structure of the supramolecular dumbbell
prepared from the solution of ITB-23+ and bpy shows that
the encapsulation of ClO4

− anion in the cavity of ITB is a
key factor inducing the formation of the dumbbell. 
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Figure 3. (a) Partial 1H NMR spectrum at the region of bpy ligand
for the methanol-d6 solution of ITB-14+ and bpy. (b) The partial 1H
NMR spectrum obtained after the addition of 1 equivalent ClO4

−

anion. The spectra indicate the change of the ITB-bpy supramole-
cule from polymeric to dumbbell nature.


