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Daicel ChiralCel OD-H, Hexane/ i-PrOH = 92:08, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\ACETONE\RM-IV-171-1-NEW)

Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
8.557 8451.990: 348.639 49.2 51.1 0.39
9.707 8728.188: 333.299 50.8 489 042
Total 17180.178; 681.939 100.0 100.0

CHIRAL (R)-5aa (93% ee):
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Daicel ChiralCel OD-H, Hexane/ i-PrOH = 92:08, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\ACETONE\RM-V-2-1-INJ1)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
9.203 142.355 7.635 36 44 0.29
10.530 3770.719: 165.727 96.4 95.6 0.34
Total 3913.074: 173.362 100.0 100.0
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CHIRAL (S)-5aa (95% ee):
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Daicel ChiralCel OD-H, Hexane/ i-PrOH = 92:08, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\ACETONE\RM-V-3-1-INJ1)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 9.063 3074.093: 157.559 97.2 97.2 0.29
2 10.443 89.041 4.475 2.8 2.8 0.31
Total 3163.134: 162.035 100.0 100.0
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RECEMIC 6aa:
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Daicel ChiralCel OD-H, Hexane/ i-PrOH = 92:08, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\DIMER\RM-V-1-2-INJ2)

[min.]

Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
1 21.087 5042.442 77.067 57.0 58.8 1.01
2 23.403 3800.570 53.896 43.0 41.2 1.06
Total 8843.013: 130.963 100.0 100.0
CHIRAL (R, R)-6aa (>99% ee):
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Daicel ChiralCel OD-H, Hexane/ i-PrOH = 92:08, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\DIMER\RM-V-483-2-INJ1)

Reten. Time Area Height Area Height W05
[min] [mV.s] [mv] [%] [%] [min]
1 20.100 19.031 0.342 0.2 0.3 0.92
"""" 2 52.947 84066641 1126887 998 997 144
..................... o e ppi o
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CHIRAL (S, S)-6aa (>99.9% ee):
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Daicel ChiralCel OD-H, Hexane/ i-PrOH = 92:08, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\ACETONE\RM-V-3-2-INJ2)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 21.577 5176.532 65.022 100.0 100.0 1.17
Total 5176.532 65.022 100.0 100.0
RECEMIC 5ab:
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\RM-IV-329-1-INJ4)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] (%] [%] [min]
1 9.030 1318.427 53.167 48.1 51.3 0.40
....... o 655 TSR ERS e £ g 55
..................... o YT T T T i iS5G T TICH R




Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2012

CHIRAL (R)-5ab (99% e¢):
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\RM-V-6-1-INJ1)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 9.220 14052.079; 724.335 99.3 99.2 0.31
2 10.437 93.655 5.608 0.7 0.8 0.25
Total 14145.734; 729.942 100.0 100.0
RECEMIC anti-5’ab:
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\RM-IV-329-2-INJ1)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 10.790 5267.826: 161.730 50.3 50.5 0.53
2 12.333 5207.322: 158.722 49.7 495 0.53
Total 10475.148; 320.452 100.0 100.0
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CHIRAL anti-5’ab (>99% ee):
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\RM-V-6-2-INJ1)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
10.913 3201.534: 175.143 99.8 99.8 0.28
12.430 6.767 0.359 0.2 0.2 0.29
Total 3208.301 175.502 100.0 100.0

RECEMIC anti-5’ac and syn-5’ac:
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\MCR\RUPA\MCR-2-201)

Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
21.427 60903.123: 916.293 27.3 31.8 1.05
29.047 64174.346: 811.275 28.8 28.2 1.27
32.680 47869.193: 577.573 21.5 20.1 1.32
35.700 49981.867: 572.877 224 19.9 1.34
Total 222928.529: 2878.018: 100.0: 100.0:
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CHIRAL anti-5’ac (93% ee) and CHIRAL syn-5’ac (26% ee):
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\WMCR\RUPA\WMCR-2-214)

Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
1 21.270 19143.780; 368.852 67.2 73.6 0.82
2 27.480 671.061 11.161 24 22 0.89
3 30.770 5456.032 80.313 19.2 16.0 1.05
4 33.307 3198.857 40.622 11.2 8.1 1.12
Total 28469.730: 500.948 100.0 100.0
CHIRAL anti-5’ac (41% ee) and CHIRAL syn-5’ac (53% ee):
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\WMCR\RUPA\WCR-2-213-1 2ND)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 19.537 21057.594: 388.302 36.4 41.7 0.85
2 25.800 8816.558: 144.566 15.2 15.5 0.94
3 29.110 21488.880: 310.929 371 334 1.08
4 31.550 6507.478 87.728 11.2 94 1.09
Total 57870.510; 931.525 100.0 100.0
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RECEMIC 5ac:
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 90:10, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LABIMCR\RUPA\MCR-2-209 REC 2ND)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 16.110 11871.216; 290.811 53.5 59.2 0.63
2 19.560 10309.834: 200.388 46.5 40.8 0.76
Total 22181.050: 491.199 100.0 100.0

CHIRAL (R)-5ac (90% ee):
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Daicel ChiralPak AD-H, Hexane/ i-PrOH =90:10, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\WMCR\RUPA\MCR-2-210-2)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 15.390 18890.969; 418.203 95.1 94.9 0.71
2 18.710 979.477 22.251 49 5.1 0.71
Total 19870.446; 440.454 100.0 100.0

S-9



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2012

RECEMIC syn-5ad:
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Daicel ChiralPak AS-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S

LAB\RM\ALDOL\CYCLOHEXANONE\AS-H\RM-IV-309-1-NEW)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 10.523 5353.487: 227.219 49.7 52.1 0.36
2 11.863 5417.023: 209.078 50.3 47.9 0.40
Total 10770.510i 436.297 100.0 100.0

CHIRAL syn-5ad (91% ee):
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Daicel ChiralPak AS-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\CYCLOHEXANONE\AS-H\RM-V-8-1-INJ1)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 10.647 52.121 3.234 43 53 0.25
2 11.977 1146.797 58.234 95.7 94.7 0.30
Total 1198.918 61.469 100.0 100.0
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RECEMIC anti-5ad:
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Daicel ChiralCel OD-H, Hexane/ i-PrOH = 92:08, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\CYCLOHEXANONE\RM-IV-309-2-NEW)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 8.410 3470.302: 165.576 49.8 52.6 0.33
2 9.823 3495.370: 149.179 50.2 474 0.37
Total 6965.672: 314.755 100.0 100.0
CHIRAL anti-5ad (96% ee):
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Daicel ChiralCel OD-H, Hexane/ i-PrOH = 92:08, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\CYCLOHEXANONE\RM-V-8-INJ2)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 8.420 2810.417: 166.300 98.1 98.2 0.26
2 9.867 55.682 3.021 1.9 1.8 0.29
Total 2866.099: 169.321 100.0 100.0
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RECEMIC anti-5ae:
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 90:10, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S

LAB\RM\ALDOL\CYCLOPENTANONE\RM-|V-315-1-INJ4-AD-H)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 10.530 12540.466; 497.590 491 514 0.39
2 12.140 13016.844; 469.819 50.9 48.6 0.42
Total 25557.310; 967.409 100.0 100.0

CHIRAL anti-5ae (95% ee):
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 90:10, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\CYCLOPENTANONE\RM-V-9-1-INJ1)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
1 10.513 1506.214 82.703 97.3 97.5 0.28
2 12.420 42.018 2.082 27 25 0.32
Total 1548.232 84.785 100.0 100.0
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RECEMIC syn-5ae:
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Daicel ChiralPak AS-H, Hexane/ i-PrOH = 90:10, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S
LAB\RM\ALDOL\CYCLOPENTANONE\RM-/V-315-2-INJ3-AS-H)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mV] [%] [%] [min]
11.757 2421.021 31.950 499 39.7 1.25
15.567 2429.692 48.588 50.1 60.3 0.79
Total 4850.712 80.537 100.0 100.0

CHIRAL syn-5ae (0% ee):
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Daicel ChiralPak AS-H, Hexane/ i-PrOH = 90:10, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\CYCLOPENTANONE\RM-V-9-2-INJ2)

Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
11.520 5632.164; 226.889 49.4 53.0 0.39
14.613 5780.151; 201.605 50.6 47.0 0.45
Total 11412.315; 428.493 100.0 100.0
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RECEMIC 5af:
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Daicel ChiralPak OJ-H, Hexane/ i-PrOH = 96:04, Flow Rate 1.0 mL/Min, 254 nm

PDA Chl 254nm 4nm

Peakit Name Ret. Time Area Height Area % Height %
1|RT15.381 15.381 20208124 533959 47.707 52.011
2|RT16.969 16.969 22150706 492675 52.293 47.989
Total 42358830 1026634 100.000 100.000
CHIRAL (2S, 4S, 1’R)-5af (96% ee):
Chromatogram
MCR-2-206 2nd D:\HPLC'\Data\MCR\MCR-2-206 2nd.lcd
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g
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— ‘ | — : : —
0 5 10 15 20 25

min

Daicel ChiralPak OJ-H, Hexane/ i-PrOH = 96:04, Flow Rate 1.0 mL/Min, 254 nm

PDA Chl 254nm 4nm

Peaki# Name Ret. Time Area Height Area % Height %
1| RT14.969 14.969 391981 14077 2.060 2.921
2|RT16.018 16.018 18637458 467811 97.940 97.079
Total 19029439 481888 100.000 100.000
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CHIRAL (2R, 4R, 1°S)-5af (96% ee):

Chromatogram

MCR-2-207 2nd D:\HPLC\Data\MCR\MCR-2-207 2nd.lcd

mAU

T -

SO7RT14.750
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ﬁSFRTl&ﬂS

o - 1PDA Multi
S S S S | | |
0 5 10 15 20 25
min
Daicel ChiralPak OJ-H, Hexane/ i-PrOH = 96:04, Flow Rate 1.0 mL/Min, 254 nm
PDA Chl 254nm 4nm
Peak# Name Ret. Time Area Height Area % Height %
1|RT14.750 14.750 12329093 367763 98.087 98.041
2|RT16.525 16.525 240426 7349 1.913 1.959
Total 12569519 375112 100.000 100.000
RECEMIC 5af:
[mV]
500 5 — F:DR. DBR'S LABIMCR\RUPAIMCR-2-203-1 F
OH O 1 )
400 m A
o el
'S\ }‘“‘.
(=] o
o 300 } | IS
o o
5 \\ M | R If
200 e |
5af ( \ f‘
| ‘ |
100 [ |
Y | \
~ AN SR S P / BN
0 — T — — T — T —
T T T | T I
0 2 4 6 8 10 12 14
Time [min_}

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LABWCR\RUPA\MCR-2-203-1 F)

Reten. Time Area Height Area Height w05
[min] [mV.s] [mVv] 9] 9] [min]
1 9.020 8373.657: 322.984 494 53.3 042
2 12.210 8560.940; 283.2447 50.6 467 0.48
Total 16934597 606.2287 1000 100.0'
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CHIRAL (2S, 4R, 1’R)-5af (77% ee):
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— T [
0 5 10 15
Time [min.]
Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm
Result Table (Uncal - F:\DR. DBR'S LABWCR\RUPA\MCR-1-204-1 REFP1)
Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
1 9.250 127.931 7.324 114 135 0.26
2 12308 O0T.206,  de.888] 886 865 ...032
Total 1119.227 54.211 100.0 100.0
RECEMIC 5af:
[mV]
A —— F:DR. DBR'S LAB\MCRIRUPAIMCR-2-203-2 REC
300-| | \
OH O |:‘ /\\
g o
£ '__I\
o 200 [ /5’3\
g | \ 8|
3 NV [
AN " | |i I \
100 e I
\ [ \
‘( \\ j‘ \
o N A R - . ‘a__,‘}_mj_[j . \‘ I
0 5 10 15 20 25
Time [min.]

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LABWCR\RUPA\MCR-2-203-2 REC)
Reten. Time Area

Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
1 16.267 9474.661;: 225.240 50.3 54.1 0.63
"""" 27 20.947 9365.578; 190.767 487 459 0.76
""""""""""" Total 18840.238: 416.007 100.0 100.0
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CHIRAL (2S, 4S, 1’R)-5af (53% ee):

[mV]

600

500

400—

300+

Voltage

I\E/I

e
200

100
|

1

= 15.937

F:\DR. DBR'S LABIMCR\RUPA\MCR-2-204-2

Time

[min.]

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\MCR\RUPA\MCR-2-204-2)

Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
1 15.937 5964.552 142.986 23.6 27.6 0.62
2 20.270 19314.569 3755961 76.4 72.4 0.80
Total 252791227 5185831 100.0 100.0
RECEMIC anti-5ag and syn-5ag:
Chromatogram
MCR-2-238 REC 3ND D:\HPLC\DataAMCR\MCR-2-238 REC 3ND.lcd
mAU
= 2
: g g
1 OH O | = _
I & =z
500 I = ¢ =
- i = i
1 o =
A \ : =
1 5ag ‘ [
250 A |
\ f | \
| '\ A M
. RUR
] | \ | I\
“"‘—‘\J | S S N S W — L N/ — ——
07 ~ |~ IPDA Mulii 1
; . A o R T o |
0.0 25 5.0 7.5 10.0 12.5 15.0 17.5 20.0
min
Daicel ChiralPak AD-H, Hexane/ i-PrOH = 90:10, Flow Rate 1.0 mL/Min, 254 nm
PeakTable
PDA Chl 254nm 4nm
Peak# Name Ret. Time Area Height Area % Height %
1/ RT9.318 9.318 13499878 686777 32.645 37.125
2| RT10.844 10.844 13291311 617804 32.141 33.397
3|RT13.791 13.791 7618440 291062 18.423 15.734
4|RT15.171 15.171 6943376 254250 16.790 13.744
Tota 41353006 1849892 100.000 100.000
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CHIRAL anti-5ag (93% ee) and syn-5ag (6% ee) from 3h/4a-catalysis:

Chromatogram
MCR-3-5 D:\HPLC\Data\MCR\MCR-3-5.1cd

mAU

250

" 8.895 / RT8.895

10.547 / RT10.547

N

/ 13.791 / RT13.791

"~ 1PDA Multi 1

0.0 25

min

Daicel ChiralPak AD-H, Hexane/ i-PrOH =90:10, Flow Rate 1.0 mL/Min, 254 nm

PDA Chl 254nm 4nm

Peak# | Name Ret. Time Area Height Area% | Height% |
1|RT8.895 8.895 1610642 68938 5.730 8.438

2| RT10.547 10.547 1435009 42658 5.105 5222
3|RT13.791 13.791 907103 30607 3.227 3.746

4 RT15.303 15.303 24157725 674766 85.939 82.594

Total 28110478 816970 100.000 100.000

CHIRAL anti-5ag (0% ee) and syn-5ag (0% ee) from 3d-catalysis:

~ [1PDA Mult 1

Chromatogram
MCR-2-239 HYDROX-P D:HPLC\Data MCR\MCR-2-239 HYDROX-P.led
mAU
I
1000 /E
750 [
1 [ 3 &
1 i 0%
4 f': :
500 | \ £ E
] | | 5
250 J \ a 2
Oi S S
' ' ' T I T ' i ' T ]
0.0 25 5.0 75 10.0 12.5 15.0 17.5

min

Daicel ChiralPak AD-H, Hexane/ i-PrOH =90:10, Flow Rate 1.0 mL/Min, 254 nm

PDA Chl 254nm 4nm

Peaki Name Ret. Time Area | Height Area% |  Height %
1/RT9.240 9.240 29947350 1134738 40.604 42.529
2/ RT10.718 10.718 32692913 | 1133733 44.327| 42.491
3| RT13.544 13.544 5310478 | 198050 7.200] 7.423
4 RT14.878 14.878 5803110 201622 7.868 7.557
Tota 73753851 2668143 100.000 100.000

S-18



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2012

RACAMIC 5ah:
Chromatogram
MCR-3-244 2ND D:\HPLC\Data\MCR\MCR-3-244 2ND.led
mAU
] pg =
200 OH © “5 =
i lte ,"é
| |G
150 | 1=
i \ ‘
] X ° J I ‘
100 |
5ah J l‘ ) |

w
(=]

T S B NI R
—

)

~ " 1PDA Multi 1

<
i

25
min

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 90:10, Flow Rate 1.0 mL/Min, 254

PeakTable
PDA Chl 254nm 4nm
Peak# Name Ret. Time Area Height Area % Height %
1|RTI3.805 13.805 7371925 221815 54.880 55.835
2|RT15.418 15.418 6060876 175455 45.120 44.165
Total 13432802 397270 100.000 100.000
CHIRAL anti-5ah (88% ee):
Chromatogram
MCR-3-245 2ND D:\HPLC'\Data\MCR\MCR-3-245 2ND.led
mAU
3
J fle
E
, &
300 E
_ ’ |
200+
J = | ]
] =
| = |
100 ) ‘f ‘
] [ & \
, J \ = |
VAN ~ | \
AN O \
0o+ — — e e - . NS .
j 1PDA Multi 1
— B R B B A B e B e e o R
0.0 25 5.0 7.5 10.0 125 15.0 17.5 20.0

min

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 90:10, Flow Rate 1.0 mL/Min, 254 nm

PeakTable
PDA Chl 254nm 4nm
Peak# Name Ret. Time Area Height Area % Height %
1|RT14.744 14.744 822973 26928 6.216 6.633
2 RT16.441 16.441 12416393 379031 93.784 93.367
Tota 13239366 405958 100.000 100.000

S-19



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry

This journal is © The Royal Society of Chemistry 2012

~1PDA Multi 1

RECEMIC 5bf:
Chromatogram
MCR-2-235 REC D:\HPLC\Data\MCR\MCR-2-235 REC.led
mAU
@ =
] 1 o
—{ o ol
300 Ph I]; A
4 =4
4 [~ AT
4 en I~
I :
i (o) % ‘g
200 . ‘
| | A
] | \
| A
100 Me | | |
1 | ] ‘|‘
] | \
1 by [
0 ] N A AN AN AN / N
: | — | : | : o
0 5 10 15 20 25
min
Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm
PeakTable
PDA Chl 254nm 4nm
Peak# Name Ret. Time Area Height Area % Height %
1|RT18.333 18.333 12302014 319952 50.586 54.939
2|RT22.775 22.775 12016789 262426 49.414 45.061
Tota 24318802 582378 100.000 100.000

CHIRAL (2S, 4S, I°R)-5bf (86 % ee):

Chromatogram

MCR-3-12 D:\HPLC'\DataMCR'\MCR-3-12.lcd

Me
(2S, 4S, 1'R)-5bf

15,535/ RT15.535

19,520

195207

min

[~ 1PDA Multi 1

Daicel Chiral Pak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

PDA Chl 254nm 4nm

Peak# Name Ret. Time Area Height Area % Height %
1|RT15.535 15.535 5554553 126309 7.064 8.483
2|RT19.520 19.520 73076176 1362639 92.936 91.517

Total 78630730 1488948 100.000 100.000
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CHIRAL (2R, 4R, 1°S)-5bf (90% ee):

Chromatogram
MCR-3-13 D:\HPLC\Data MCR\MCR-3-13 led
mAU
] o
7 ~
3000-| ’\r:
: =
] =
] &
: =
2000 f
i | 5
1000~ Me | \ é
] (2R, 4R, 1'S)-5bf / \ =
(=)
] )\ &
0 -1PDA Mulii 1
! ! ' I ! ! ' ! T ! ' ! ! T ! ! ! ! I ! ! ! !
0 5 10 15 20 25

min

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

PDA Chl 254nm 4nm

Peak# Name Ret. Time Area Height Area % Height %
1|RT17.320 17.320 107932283 3327622 95.235 96.631
2 RT20.931 20.931 5400688 116029 4.765 3.369
Total 113332972 3443651 100.000 100.000
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RECEMIC 5ba:
vl
15 . F:\DR. DBR'S LAB\RM\ALDOL\RM-IV-417-INJ2
l
OH O % ‘.
|g I%‘
b ) (E!.
& u B
§ \\ / | I |
05- Ph || -
5ba b
Fo .
| .
;‘ FoA
0.0 — - - — A e ‘ /f \“‘_
0 % 10 1‘5 2‘0
Time [min.]

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\RM-IV-417-INJ2)

Reten. Time Area Height Area Height wa5
[min] [mV.s] [mv] [%] [%)] [min]
1 13.293 32309.068: 995.770 49.7 51.1 0.50
““““ 3T 380 32673.109; 951.106 50.3 489753
Total 64982.178; 1946.876; 100.0; 100.0';
CHIRAL (R)-5ba (76% ee):
Mﬁ
M F:\DR. DBR'S LAB\RM\ALDOL\RM-V-24-INJ1
0.8+ J‘[
g\
06 2
o } |
o 1
g
2 04 I
| ™~
R
0.2 [ o
[ ~
f S
0.0 ‘ | /5
I T T
0 5 10 15 20
Time [min.]

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\RM-V-24-INJ1)

Reten. Time Area Height Area Height I
[min] [mV.s] [mV] [%] [%] [min]
1 13.523 14462.587; 624.166 88.1 89.4 0.35
....... 57 TEEES SAEATE T G e Qb
................ o] T ek (7§ iG60 TN
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CHIRAL (S)-5ba (66% ee):

[mv]
200 —— F:\DR. DBR'S LAB\RM\ALDOL\ACETONE\PHENYL SUBSTITUTED\RM-V-20-INJ1
fl
\
150+ | OH O 2
”W /C"’.\
: | |
& 100-] \ [ \
2 ‘ 1 - , \
| X g
50-| ‘ Ph @ ’ |
| \ (S)-5ba /’ \ | "-\
4] _J - — N S /,f ‘ J‘i N
0 2 AI. 6 BI 12 14
Time [min.]
Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm
Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\ACETONE\PHENYL
SUBSTITUTED\RM-V-20-INJ1)
Reten. Time Area Height Area Height W05
[min] [mV.s] [mv] [%] [%] [min]
1 9.693 605.948 29.894 16.8 18.4 0.31
"""" R 10.660 2999 8551 1A 46 832 816 0.35
""""""""""" Total 3605.8037 162.0417 7 100.0 100.0
RECEMIC 6ba:
[mv]
807 —— F:\DR. DBR'S LAB\RM\ALDOL\RM-V-22-2-INJ3
60
@
2 40-|
:

20

") 56,263 1

Time

Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\RM-V-22-2-INJ3)

Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%)] [min]
1 56.263 330.715 3.003 485 496 170
2 61.427 351.629 3.0491 515 50.4 1.82
Total 682.3447 6.0517 1000 100.0°}

S-23



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2012

CHIRAL 6ba (>99.9% ee):

[mV]
250 —— F:\DR. DBR'S LAB\IRM\ALDOL\RM-V-20-2-INJ1
200—
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o
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T
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Daicel ChiralPak AD-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\RM-V-20-2-INJ1)

[min.]

Reten. Time Area Height Area Height W05
[min] [mV.s] [mV] [%] [%] [min]
1 61.583 3848.328 32.148 100.0 100.0 1.89
Total 3848.328 3271487 100.0 10007
RECEMIC 5ca:
[mv]
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Time
Daicel ChiralCel OJ-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F\DR. DBR'S LAB\RM\ALDOL\DIMER\RM-V/-31-INJ6)

Reten. Time Area Height Area Height Wo5
[min] [mV.s] [mV] [%] [%] [min]

1 48.937 6286.050 61.965 22.8 245 1.55
- 54690 14840.960% 1384837 539 548 167
3T 64.907 6408.771 522251 233 20.7 1,90
..................... - T e
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CHIRAL 5ca (>99% ee):

[mV]_
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Daicel ChiralCel OJ-H, Hexane/ i-PrOH = 94:06, Flow Rate 1.0 mL/Min, 254 nm

Result Table (Uncal - F:\DR. DBR'S LAB\RM\ALDOL\DIMER\RM-V-42-1-INJ2)

Reten. Time Area Height Area Height W05
[min] [mV.s] [mv] [%] [%] [min]
44463 34645 0.423 0.4 06 1.31
48883 3547350 37607 45 49 147
57.340 74146531 TR ETeTTT 950 945 159
""""""""""" Total 7803.627; 76.562; 100.0 100.0
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