BIEAAXY XA m-T LU 3/ AFLY)DERESERENR
WLEKT HF Sads 6HEES-BAHEZ N\FEEHT HihEEg

Abstract: Recently, we have succeeded in quantitative synthesis of m-phenyleneimine
macrocycle(Cm6) on the basis of precipitation-driven cyclization and dynamic covalent
chemistry of the imine linkage”. Cm6 molecules aggregate in slipped-parallel by r-stacked
interaction and form a columnar assembly. A novel cyclophane-type macrocycle, cyclic hexakis
(m-phenyleneiminomethylene) Cm6H was prepared conveniently in high yield by hydride
reduction of the imine linkage of Cm6. The macrocycle Cm6H was soluble in organic solvents
- such as THF and dil. HCI aqueous solution. The macrocycle solubilized fullerene C60 in DMSO
with formation of the CT-complex. Cm6H formed the 1:1 inclusion complex with Indigo
Carmine in dil HCI aq. soln. The molecule is expected to be a new candidate of host-molecule
in inclusion chemistry.
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Scheme 2. Synthesis of cyclic hexakis(m-phenyleneiminomethylene) Cm6H and its HCI salt Cm6H+.
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Table 1. Synthesis of Cm6H by catalytic hydrogenation of Cm®.

Cm6(g)| THF (ml) | cat. (g) | atm |time* (h)| vields(%)
0.48 50 (Pd-C) 0.28 2.1 23.5 61
0.48 50 (Pd-C) 0.45 2.2 23 16
0.48 50 (Pt0,) 0.05 2 24 -

* Stirring time
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Table2. Synthesis of Cm6H by hydride reduction of Cm6.

Cmé6(g)| THF/MeOH NaBH,/THF time* | vields | vields(%)
(ml/ml) (g/ml) (h) (g)
1.50 100/25 4.00/32 50 1.33 88
3.00 190/50 8.27/67 67 2.51 84
0.62 35/15 (NaB(OAc);H)2.39/7 72 0.02 3

* Stirring time
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