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Supporting Information

Table S1. Calculated energies, predicted ee's and de’s.

computed energies (kcal/mol) Computed excesses

polar

E(MM) solvation

non polar AG=E(MM)+AGsolv AAG K

excess

Pred.-Obs. ee’s

2a, 2-(1,2-isopropylidene-xylofuranoside) styrene, obs.: 98%

208,71 -19,26 8,91 198,36 -0,58 3 48,8 -49
218,41 -23,71 8,78 203,48
215,75 -25,88 9,57 199,44
210,15 -21,12 8,75 197,78 0 correct isomer
2b, meta-dioxolane styrene, obs.: 98%
221,86 -18,36 8,47 211,97 -1,04 7 74,3 -24
219,99 -17,58 8,52 210,93 0 correct isomer
222,69 -19,51 9,09 212,27
222,16 -19,58 8,56 211,14
4b, allyl tri-O-benzyl xylopyranoside, obs.: 78%
203,19 -17,53 9,31 194,97 0 correct isomer
204,72 -17,29 9,63 197,06
210,34 -17,86 9,36 201,84
208,65 -22,26 9,44 195,83 -0,86 5 65,9 -12
6, styrene, obs.: 97%
224,98 -17,62 8,19 215,55 -1,61 19 90,2 -7
222,91 -16,9 7,93 213,94 0 correct isomer
230,49 -20,86 8,59 218,22
226,06 -19,08 7,96 214,94
7, alpha-cyclohexyl styrene, obs.: 57%
218,4 -17,28 8,55 209,67 -0,64 3 52,9 -4
220,22 -17,16 8,26 211,32 -2,29
219,49 -16,44 8,16 211,21 -2,18
217,08 -16,72 8,67 209,03 0 correct isomer
8, alpha-adamantyl styrene, obs.: 53%
215,85 -15,55 8,86 209,16 -0,73 4 58,6 6
216,18 -16,16 8,41 208,43 0 correct isomer
218,51 -16,58 9,36 211,29
216,31 -15,88 8,74 209,17

5, allyl para-methoxy benzoate, obs.: 98%
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226,49 -16,65 8,2 218,04 -4,73 6068 100,0 2

225,63 -17,72 8,29 216,2
229,72 -19,48 8,14 218,38
224,99 -19,66 7,98 213,31 0 correct isomer

9, benzyl tiglate, obs.: 98%

232,47 -16,44 8,67 2247

230,51 -16,96 8,36 221,91

231,71 -17,35 8,17 222,53 -2,47 95 97,9 0
226,36 -14,38 8,08 220,06 0 correct isomer

10, isobutyl angelate, obs.: 60%

224,79 -15,3 8,49 217,98 -0,57 3 48,1 -12
226,88 -16,67 7,98 218,19

229,55 -16,26 7,87 221,16

225,36 -16,41 8,46 217,41 0 correct isomer

11, alpha,beta unsaturated ester, obs.: 97%

213,85 -17,15 8,72 205,42
203,96 -15,6 8,55 196,91 0 correct isomer
209,97 -16,33 9,01 202,65 -5,74 38984 100,0 3

206 -15,36 8,13 198,77

12, 1-pentene, obs.: 79%

214,24 -16,05 8,07 206,26 -3,05 275 99,3 20

211,6 -16,27 7,88 203,21 0 correct isomer
219,7 -19,19 8,28 208,79

216,96 -17,33 7,87 207,5

13, Butene, obs.: 72%

1 226,07 -18,46 7,73 215,34 -3,16 337 99,4 27
2 221,04 -16,57 7,71 212,18 0 correct isomer

14, O-benzyl O-TBS 2-butene,1,4-diol, obs.: 90%

206,9 -16,11 8,53 199,32

198,5 -15,49 8,35 191,36 0 correct isomer
200,73 -16,45 9,04 193,32 -1,96 37 94,7 5
199,79 -14,49 8,67 193,97

15, 2-cyclohexyl propene, obs.: 69%

205,39 -15,2 8,21 198,4

206,66 -17 8,23 197,89 0 correct isomer
206,96 -16,81 7,84 197,99 -0,1 1 9,2 -60
206,72 -16,46 8,09 198,35

16, 2-methyl-2-heptene, obs.: 98%

215,72 -16,53 8,34 207,53 -5,09 11776 100,0 2



209,61 -15,29 8,12 202,44 0 correct isomer
216,76 -17,86 8,85 207,75
213,58 -16,56 8,11 205,13

17, E-methyl enol ether of deoxybenzoin, obs.: 90%
234,74 -16,13 8,39 227 -1,29 11 83,0 -7
234,3 -17 8,41 225,71 0 correct isomer
240,15 -17,65 8,97 231,47
239,94 -16,06 8,54 232,42

18, Z-methyl enol ether of deoxybenzoin, obs.: 99%
236,27 -18,05 8,68 226,9
228,97 -17,97 8,75 219,75 0 correct isomer
234,86 -18,51 8,6 224,95 -5,2 14421 100,0 10
229,69 -17,28 8,19 220,6

The data below includes computed energies, predicted ee’s with or without the solvation

contribution.

Optimized geometries and Cartesian coordinates for representative transition states.
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