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Abstract: We have found an environmental friendly mono-alkylation method of aromatic amines under
Pd/C-catalyzed hydrogenation conditions using nitriles as alkylation agents.
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Table 1

Table 1
10% Pd/C, H, (balloon)
ArNH, ArNHCH,R
RCN (5 eq), MeOH
Entry ArNH, RCN Product Yield (%)?
1 PhNH, MeCNP PhNHEt 100
2 PhNH, EtCN® PhNHPr 91
3 PhNH, PrCN PhNHBuU 95
4 PhNH, BUCN PhNHCsH 1, 100
5 PhNH, BnCN PhNHCH,Bn 100
6 PhNH, 'BUCN PhNHCH,'Bu 1
7 PhNH, '‘BUCN PhNHCH,'Bu 50
8 PhNH, HO(CH,),CN PhNH(CH,)s0OH 100
9 PhNH, (MeO),CH(CH,),CN  PhNH(CH,);CH(OMe), 100
10¢ 4-MeOCOCeH,NH, MeCN 4-MeOCOCeH,NHEt 100
11 4-FCgH4NH, MeCN 4-FCgH4NHEt 95
12 2-aminobiphenyl MeCN® 2-ethylaminobiphenyl 98
13 4-MeOCgH,NH, MeCNP 4-MeOCgH,NHEt 92
14 3,4,5-(Me0)3CsH.NH, MeCNP 3,4,5-(MeO)3sCeH NHEt 100
15 2-'PrCsH4NH, MeCN 2-'PrCsH,NHEt 92
16 2,6-Me,CsHsNH, MeCN 2,6-Me,CsH,NHEL 28

*Determined by 'H NMR. "2 equiv of the nitrile was used. °3 equiv of the nitrile was used. “Under 5 atm pressure of H,.
Acetonitrile was used as a solvert.
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