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Pseudohalogenation and Halogenation of Indole Derivatives(] )

A Novel Synthetic Method of Azido and Thiocyanato Indoles

Abstract—A new method for the synthesis of azido and thiocyanatoindoles by iodine and sodium azide
or sodium thiocyanate in acetonitile at room temperature or 60°C was found. Azidoindoles (3-azido-3-methyl
-2-phenylindolenine, 3-azido-2, 3-diphenylindolenine, 2-azidomethyl-3-methylindole and 1-azido-1, 2, 3, 4-
tetrahyrocarbazole) and thiocyanatoindoles(3-thiocyanatoindole, 2-phenyl-8-thiocyanato indole, 3-methyl-2-
phenyl-6-thiocyanatoindole and 2, 3-diphenyl-6-thiocyanatoindole) were prepared by this method in good yields.
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Table ] -—Preparation of 3-azidoindolenines and 2-azidomethylindoles

Yield (%)
Compd. IRy em 1 NMR(CDCly) &
Io-+-NaN3 method | IN3 method
Saridos methyl 2 93 quant. 2080 1.60(s, 3, 3-CHj)
3-azido-2, 3-diphenylindolenine 92 } quant. 2070

7.8(b, 1H, NH)
2-azidomethyl-3-methylindole 65 94 3450, 2100 4.37(s, 2H, 2-CH,)
2.28(s, 3H, 3-CHgy)

7.75(b, 1H, NH)

1razido-1, 2,3, 4- 1 61 8 3430, 2070 | ¢ 4Gk UL CED
tetrahydrocarbazole l Z(CHy) )
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Table [ —Preparation of 3 and 6-thiocyanatoindoles

Yield (%)
Compd. IR »¥em™!
I;+NaSCN Vaus.
method ISCN method
3-thiocyanatoindole 95 a) 3330, 2140
2-phenyl-3-thiocyanatoindole 93 28 3330, 2130
3-methyl-2-phenyl~6-thiocyanatoindole 91 32 3330, 2140
2, 3-diphenyl-6-thocyanatoindole 88 58 3320, 2140
a) complex mixture
E® 8 #H
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