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ABSTRACT. Organic azides were reduced to organic amines in the presence of tetracarbonylhy-

dridoferrate(0) as a highly selective reducing agent at room temperature under carbon monoxide
- atmosphere. Particularly, benzoylazide gave ethylphenylcarbamate at room temperature but gave
benzamide quantitatively at —40°C in the presence of tetracarbonylhydridoferrate under carbon

monoxide atmosphere.
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Table 1. Amination of organic azides by KHFe(CO)4 at room temperature?

Exp. No. Organic Agide Product® bp, mp(°C/mmHg)| Yield (% )¢
1 Phenyl- Aniline 50-51/3. 21 77
2 Benzyl- Benzylamine 52/3.75 44
3 B-Phenylethyl- B-Phenylethylamine 62/3.00 58
4 o-Nitrophenyl- o-Nitroaniline mp 72 30
54 o~Chlorophenyl- o-Chloroaniline 67/3. 40 78
64 p-Chlorophenyl- p-Chloroaniline mp 71 100
7 o-Methylphenyl- o-Toluidine 70/4.00 77
8 m-Methylphenyl- m~Toluidine 50/0.65 82
9 p-Methylphenyl- p-Toluidine mp 4 84

10 o~-Methoxyphenyl- o-Anisidine 49/0.08 72
11 p—-Methoxyphenyl- | p-Anisidine mp 57 85

¢ Organic azides; 0.011mol, KHFe(CO)4; ¢.011mol. ® Products were identified by comparison of spectral data
(ir, nmr) with those for authentic sample. ¢ Isolated Yield. 4 CO absorbed. Mol/mol-KHFe(CO)4; Exp. No.

5; 0.95, Exp. No. 6; 1L40.
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Table 2. Synthesis of benzamide at various tempera-

ture
1{:\‘3;1?' Reactant Products }‘:12 C) Yia?%)b
1 | Benzoyl azide| Benzamide —40 o8
2 | Benzoyl azide| Benzamide) —-15 89
3 | Benzoyl azide| Benzaride —-10 65
4 | Benzoyl azide| Benzamide -3 60
5 | Benzoyl azide| Benzamidj +10 48

¢ Product was identified by comparison of spectral
data (ir, nmr) with those for authentic sample.
mp 129°C. ¢ Isolated vield.
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