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When Nb-methoxycarbonyltryptamine 1 in thoroughly 02-sarurufed formic acid was irradiated with @ halegen lamp
for 1 hr in the presence of an acriding dye such as proflavine, acridine orange ( AQ ), acriflavine, oxidative
dimeric compwndsz( 17-23% ) and 3, ( 38~40% ) were obtained as a mixture of two diastereaisomers along with
Na=formy | ~3a-hydroxypyrrolindole ( 13-27% ) and oxidative 2,3=bond ¢leavage compounds were not obtained.
Sterealsomeric mixture of 2 was separated into racemi~ and meso-isomers { 2a, mp 255-256° ; 2b, mp 282-284° )
which were readily converted to racemi=- and meso-folicanthine (4a, mp 167.5-168.5° ; 4b, mp 174=175° } by

1
LiAlH4 reduction.) On the other hand, the similar reaction without light or in a solvent like MeQH or F CCOZH

3
did not give 2. Using methylene blue or toluidine blue gave only traces of 2 and 3 under similar conditions,
However, the reaction in HCOZH-dicyunoanthrufhene( DCA ) or chloranil provided 2, suggestive of the indolyl
rodical cotion intermediate by electron tronsfer mechanism. In fact, 1 quenches the fluorescence of AQ at 575 nm

in HCO,H. Furthermore, the oxidation of ) with thallium { il ) triflucroacetate { TTFA } in acetonitril gave the
deformylated 2.  In light of these results, we intended to synthesize ditryptophenaline 5 by analogous oxidative
coupling of cyclo-L-N-methylphenylalanyl-L-tryptophanyl §.  Irradiotion of & in HCOZH with proflavine, chloranil,
DCA under a variety of conditions did not give the corresponding dimeric compounds. However, an alternate reagent,
TTFA was employed successfully to produce the desired dimer, ditryptophenaline 5 in 5% yield which was readily
crystallized from CH2C|2-MeOH to give mp 196-203° ( Lit, mp 204-205° } identical through spectral { IR, UV,

NMR, Ca )ga -318,1, high resolution mass } and chromatogrophic comparison with authentic sample of the natural

material.  Since relative configuration of 5 has been reported, our total synthesis established the absolute

2
configuration of 5 as shown below.)
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