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The cavities in coordination boxes, cages, and capsules are
attracting much attention because of their encapsulation,
catalytic reaction, and stereoselective transformation proper-
ties."? “Inorganic Tennis Ball” (“ITB”) was named to the
supramolecule obtained from the self-assembly of Cu(BF.),
and (dach)P"(BETMP) (dach = trans-1,2-diaminocyclo-
hexane and BETMP = bisethylthiomethylidenepropane-
dioate).’ The cavity and hydrophobic pocket in the ITB have
shown recognition properties for anions and pyridine
molecules.* It is essential to modify the metal sites in order
to induce novel magnetism, encapsulation or reaction
properties from ITB. We have devoted efforts to find out
other transition metals that can replace copper(Il) in the ITB.
We now report the synthesis and characterization of a new
cobalt(IT)-based ITB and its magnetic properties.

BETMP is a multidentate ligand with two sulfur atoms
and two carboxylate groups. A diamineplatinum(Il) moiety,
(dach)Pt(I1), was reported to be coordinated to the ligand
exclusively by two sulfur atoms® while copper(II) ion, on the
other hand, by carboxylate oxygens.® To reveal the coordi-
nation property of cobalt(I) ion to the ligand, cobalt(II)
sulfate and potassium sulfate was reacted with two
equivalents of BalBETMP] in water. After stirring for 2 h,
the precipitate (BaSO.) was removed by filtration, and
recrystallization in methanol/ether of the crude product
obtained by evaporation of the filtrate afforded the crystal-
line compound K>Co(BETMP),(HOCH3), (1) (Figure 1).
Two carboxylates and two methanols coordinate cobalt(II),
where the distance from cobalt(Il) to methanol oxygen is
2.165(4) A. Compound 1 was reacted with two equivalent
(dach)Pt(NOs), in methanol. After removal of KNO; by
filtration, crystalline compound [[{(dach)Pt(BETMP)}.-
Co(OHCH3)[»(NO3)][NOs]3 (2 INOs]s) was obtained by
slow evaporation of the filtrate (Scheme 1).

ESI-MS spectrum® of the methanol solution of 2-[NO;];
detected the ions of m/z = 784.7 and 1207.4 which
corresponds to [2-(OHCH;),*" and [(2-(OHCH;),)-NO;]*,
respectively, unique ions proving the existence of the tennis
ball structure in the solution.

Figure 2 shows the crystal structure of of 2.° Compound 2
is a dimer composed of two homo copies. Hydrogen bond-
ing interactions between NH of one copy and carboxylate
oxygens of the other (the distances of N---O range from 2.97
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Figure 1. ORTEP drawing of the anionic part of 1. The molecule
has inversion symmetry. Bond distances (A): Co(1)-O(1), 2.042(3);
Co(1)-0(4), 2.076(3); Co(1)-0(5), 2.165(4).
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Scheme 1. Synthesis of ITB, 2.
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to 3.03 A) are important driving forces for the formation of
the dimer. The close contacts between two sulfurs in
different copies (these distances range from 3.62 to 3.75 A)
seem to also contribute to the gathering of the two copies. A
NOs™ anion is centered at the cavity inside the dimer. The
distance between Co(II) and methanol oxygen is 2.129(18)
A. This distance, along with that of 1, is similar to those
often observed in other cobalt complexes. '

Figure 3 shows the electron paramagnetic resonance
(EPR) spectrum of the compound 2:[NO;]; in frozen
solution state.'" The broad EPR feature from 75 to 360 mT
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Figure 2. ORTEP drawing (left) and space-filling diagram (right)
of 2. Hydrogens, and ethyl groups attached to sulfur atoms are
omitted for clarity. Methanols are omitted in the space-filling
diagram. The molecule has S, symmetry. Bond distances (A):
Co(1)-0(9), 2.129(18); Pt(1)-S(1), 2.266(6); Pt(1)-S(2), 2.267(6).
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Figure 3. EPR spectrum (solid line) obtained from the frozen
solution state of 2-[NOs]; in methanol at 4 K and the corresponding
simulation (dotted line). Experimental conditions: microwave
frequency, 9.109 GHz; microwave power, 1 mW,; modulation
frequency, 100 kHz. Simulation Parameters: g' = [g'x gy g'.] =[5.2
3.92.2], dg (g-strain) =[1.7 1.5 0.5].

unambiguously indicates the presence of the high spin
Co(IT) (S =3/2, d”) in which the EPR transition occurs within
the lower Kramers doublet (ms = % 1/2) at 4 K. Unresolved
hyperfine structure at g'y ~ g, may be attributed to the *Co
nuclei (I =7/2). High spin Co(Il) complexes have in general
broad EPR spectra, caused by g-strain as wells as the Co
hyperfine coupling.'” The EPR spectrum can be described
by a fictitious S = 1/2 spin system, H' = upS'g"H,, where up
is the Bohr magneton and the g'-tensor directions are parallel
to zero-field splitting tensor, D.'* Considering g-strain as a
only factor of the line-broadening, fitting of the experi-
mental spectrum gave g' =[g’x gy g%] =[5.2 3.9 2.2] with g-
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strain values of dg =[1.7 1.5 0.5].

In conclusion, we have shown the first preparation of
“ITB” having a high-spin Co(II) ion. Since high-spin Co(II)
complexes provide various magnetic properties depending
on the structures and energy schemes,' this will contribute
to extension of the chemistry with respect to the fascinating
supramolecule, ITB.
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