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BENZENES AND THE DISCOVERY OF A NOVEL HOST 

CONFORMATION FOR HEXAKIS(a-NAPHTHYLTHIOJBENZENZENE 
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Summary. The title host molecule (III) has been synthesised by reaction of 
hexachlorobenzene with an excess of the sodium salt of 8-mercaptonaphthalene in 
f,3-dimethyl-2-imidazolidinone (DMEU) as solvent; other hexakis(arylthio)- 
benzenes, hexakis(phenoxy)benzene (IV), and hexakis(phenylseleno)benzene (V) 
were prepared analogously from hexahalobenzenes, HMPA being used as solvent in 
the last case. An X-ray analysis of the channel-type adduct of (III) with 1,4- 
dioxan as guest reveals a unique host conformation in which the side-chains are 
not situated alternately above and below the plane of the central benzene ring. 

Although considerable attention has been focused on the study of hexa- 

host' molecules with a two or more atom link X joining the outer rings (G) t0 

the central benzene ring, general formula (If, the important one-atom class has 
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Figure 1. A stereoview showing 

the host molecule of hexakis- 

(8-naphthylthio)benzene in its 

1,4-dioxan channel-type inclus- 

ion compound. All hydrogen 

atoms have been omitted for 

clarity. The molecule has 

approximate C, symmetry. 

icant distortion of the central benzene ring , which has an approximate two-fold 

rotation axis. The retention of inclusion properties for (III), whose conform- 

ation corresponds to an interchange of two adjacent 'legs' away from a trigonal 

situation, 
5 

is of particular interest in view of the recent consideration by 

Huang and Mak 
11 

of the dominant role that two-fold molecular symmetry plays in 

the architecture of the lattices of many inclusion compounds. Figure 2 shows a 

Figure 2. A stereoview showing 

the host-guest packing of the 

adduct of (III) with 1,4-dioxan 

as guest in the triclinic 

crystal. The chair-shaped 

l,4-dioxan molecules can be 

seen to be located in continu- 

ous voids in the structure. 

stereoview of the host-guest packing; the host and guest molecules both occupy 

general positions in the centrosymmetric structure. The I,$-dioxan guest mole- 

cules have a chair conformation and can be seen to be located in continuous 

voids running through the crystal. 
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