




















































































Z,I-Benzisothiazoles are not good Diels-Alder substrates. Only a prolonged reaction (10 days,

90"C) of 2,l-benzisothiazole with dimethyl acetylenedicarboxylate yielded substituted

quinolines (70).
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under usual condition by treatment of the acid chloride by ethoxymagnesium malonic ester

followed by acid hydrolysis.

Attempts to substitute the chlorine also failed at this point, similar to analogue (190).

2-Chloro-3-methyl-4-nitroacetophenone gave the compound (222) in which the 4-nitro group

was displaced instead of the chlorine. Thus, 2-chloro-3-methyl-4-methylthioacetophenone

(222) was obtained with a parent peak of 214, with chlorine isotopic peak of 216, in the mass

spectrum, which was consistent with the formula C1gFI11C1OS. Its 1H Mr4R spectrum showed

that three methyl protons at õ=2.47ppm, õ:2.52ppm and õ=2.62ppm as three singlets with

integration for three protons each. Its aromatic protons could be found at lower field at

ô=7.12ppm and õ=7.45ppm as two doublets with coupling constant J=8.4H2. The C-Ct

stretching absorption was observed at 725cm-r in its infrared spectrum. Like its isomer

2-chloro-5-methyl-4-nitroacetophenone (190), the facile nitro displacement may be also due to

the activating effect caused by para acetyl function.

It may be possible to reduce the nitro group prior to the methylthio substitution, and then

consecutively cyclize the two rings to reach the expected systenL This approach needs to be

further investigated, but the long synthesis provided too little material for this to be

investigated properly.
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