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Table 1. Conditions for amide-forming reactions of a-ketoacids 6
and Val monomer 5
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Me CI cl 40°C Ha'
7
entry conditions conversion (%)?
1 CH,Cl, (0.1 M) nr
2 toluene (0.1 M) nr
3 DMF (0.1 M) 27
4 DMSO (0.1 M) 25b
5 1:1 H,O/'BUOH (0.1 M) 12
6 1:1 H,O/'BuOH (0.2 M) 31
7 1:1 H,O/'PrOH (0.2 M) 55
8 1:1 H,O/EtOH (0.2 M) 75
9 1:1 H,O/MeOH (0.2 M) 77
10 1:1 pH 5.3 Acetic buffer/MeOH 77
1 1:1 pH 6.1 Oxalic buffer/MeOH 90 [64]°
12 MeOH trace

2 determined by "H-NMR. ? A significant amount of unidentified products was
detected. ¢ isolated yield (%).

Table 2. Conditions for conversion of «,a-dichloroacid 7 to a-keto-
acid 8.
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80 oH “pp \/@ \
CO,H
ent- 3
entry conditions conv. to 8 conv. to 9
(1.0 M aqueous solution) (%)? (%)?
1 LiOH nd 73
2 K3PO, nd >90
3 Na,CO,3 nd 40
4 AcONa 43 39
5 Na,HPO, 26 26
6 sodium citrate 44 33
7 K,HPO, 60 22
8 potassium oxalate 62 [48]° 33
@ determined by RP-HPLC. ? isolated yield (%).
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