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Abstract: Design and synthesis of minor tautomer analogues (pseudo-logues, we named) of tryptophan and
tyrosine are described. Tryptophan is known to exist in three tautomeric forms, i.e., indole-type, indolenine-type
and cyclic-type structures. However tryptophan is generally isolated solely as indole-form, it is impossible to
estimate the biological activity of other minor tautomers. The similar phenomenon can also be estimated the
tyrosine. You can imagine the rapid equilibrium between the phenol form and the corresponding keto form of
tyrosine.  However there is no evidence for the existence of such keto form of tyrosine even in vitro, probably
due to the aromaticity.  In order to clarify the biological properties of these minor tautomers of tryptophan and
tyrosine, we designed the pseudo-logue of tryptophan, 3a-finoro-1,2,3,34,8,8a-hexahydro-pyrrolo[2,3-b]indole-2-
carboxylic acid (15), and the pseudo-logue of tyrosine, 2-amino-3-(1-fluoro-4-oxo-cyclohexa-2,5-dienyl)-

propionic acid (3).

The synthesis of pseudo-logue of tryptophan was accomplished by the treatment of

tryptophan with Selectfluor in acetonitrile in good yield. The pseudo-logue of tyrosine was also synthesized in
good yield by the reaction of tyrosine under the same conditions.
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