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'H NMR, compound 1b
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'H NMR, compound 2a
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'H NMR, compound 3a
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'H NMR, compound 4b
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'H NMR, compound 5b
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'H NMR, compound 6b
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'H NMR, compound (5’R)-11bb
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'H NMR, compound 7a
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'H NMR, compound 5°R-12ab
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'H NMR, compound 8a
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'H NMR, compound 5°R-13ab
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'H NMR, compound 5°S-14ab
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'H NMR, compound 9b
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'H NMR, compound 5°S-14bb
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'H NMR, compound 5°S-15aa

80
v¥8°0
958°0
898°0

PE6D
6°0
¥¥6°0
§56°0

9SH'E
e

L16'E W.
96’

STy
£ST W.
65T

S0SY —
wy
0ELy W
9Ly

LI¥'S
TEP'S
€59°S
695°S

0TL~
(8TL~_
£0E'L =

1806 —

RB74

15aa

= €60
=660

g0
= 00T
460

=960
=10T

=960

=80

00 -05 -1.0

100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05
f1 (ppm)

10.5

BC NMR

£€00°0- —

PRRTT~
e

780°8T
€781
LTh'8T

69b°8T

£78'C9 —

0Eb"EL
8TTYL V
EE0°LL~
182°LL
TWS'LL

99928
96816 ~_
ETTH6~

€SL7C0T ~_
T1S°€0T -~

LTTPPT —

2€8°0ST —

LESEIT —

RB74

-10

170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

180

S16



'H NMR, compound 5°S-15ab
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'H NMR, compound 5°S-15ac
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'H NMR, compound 5°S-15bc
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'H NMR, 500 MHz (CDs0OD), compound 5°R-16
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'H NMR, 500 MHz (CDs0OD, compound 5°S-16
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'H NMR, 500 MHz (CDs0OD), compound 5°R-17
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'H NMR, 500 MHz (CDsOD), compound 5°S-17

@ o o g® N eSO ENE O RE B O @D
E [=N-:] ~ Qo - FFTTOONO NSO TN U - D~ —
g 38 58 BK R RINYSHER380RaRA856Y
g & vy Fede v T YT s T YT oS 0do Ao

Y VY SN

5'S-17
I |
| |
' |
J W A —

| [ y | L L J

al o o a (o fa 2) of

E ElE 9 [dlfe [ e
L L A S B B e LI B B B B e e e T T L S S e S L T B B B e B B B B A B LA B AN B AR B R A
ppm 05 0 85 8 75 7 65 6 55 5 a5 4 35 3 25 2 15 1 05

13C NMR, 125 MHz (CD;0D)

« o o 1
E o =1 [ D L@ ® N~ o "3 OO0 -
£ g 2 g ] g8 = t53 £ gsskszs
- 3 = 5 3 88 2 58§ £ 285f3:3

g g g g EE N - 3

-— - - - Hod o ~r=~r- © TTS < & <

| \ f X\I

1 [

' [

‘ ‘ | -
T T T T
ppm 200 190 180 170 160 150 140 130 120 110 100 a0 80 70 60 50 40 30 20 10

S23



NMR spectrum of the crude for entry 1 (-50 °C)
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NMR spectrum of the crude for entry 2 (-78 °C)
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NMR spectrum of the crude for entry 3 (-15 °C)
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NMR spectrum of the crude for entry 4 (-15 °C)
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NMR spectrum of the crude for entry 5 (-15 °C)
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HPLC and *H NMR of the crude mixture for the 5°’R/5°S determination

HPLC conditions were optimized on a 2/1 mixture 5°S/5’R of 14ab (last fraction of a purification
enriched in the minor diastereomer)

HPLC (CHsCN / H,0 60 / 40 to 0/ 100, 1.0 mL min™", 254 nm) ; tz= 24.29 min, tg=25.56 min
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HPLC and NMR spectra of the crude for entry 6 (- 15 °C)
HPLC (CHsCN / H,0 60 /40 to 0/ 100, 1.0 mL min™, 254 nm) ; tz= 29.60 min, tg= 31.93 min

Area % Report

Data File: D:\EZChrom Elite\Enterprise\Projects\Aurélie\Data\rbo-tbs--15.dat
Method: D:\EZChrom Elite\Enterprise'\Projects\AurélieWethod\RBO.met
Acquired: 11/05/2016 12:52:45
Printed: 11/05/2016 16:49:52
_i ;tention Time ( S~
09 r s
g é ‘ 8 ? NYNH §
E | ] HO
2007 @ iTs 0
] r TBDMSG | OTBDMS
. : i 14ab
0 é ‘IICI 1‘5 2‘0 2‘5 3‘0 3‘5 4‘0 4‘5 50
Minutas
UV Results
Retention Time Area Area % Height Height %
20,600 44083635 82,38 2658218 83,52
31,033 0428089 17,62 524335 16,48
et SR LR R LR L L LELEEY. Socbht
I I “ N SNeeEemmmm— e e e— e

0.06-T
o
1171

4 1139
2

6=
1121
0.65-1

9 113

£ 4
- o S
—

5.7 5.5 53 5.1 4.9 4.7 4.5 4.3 4.1

S30



HPLC and NMR spectra of the crude for entry 7 (- 78 °C)
HPLC (CH3CN / H,0 80 /20 to 0 /100, 1.0 mL.min'l, 254 nm) ; tg= 20.04 min, tg= 21.36 min

Area % Report
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NMR spectrum of the crude for entry 8
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NMR spectrum of the crude for entry 9
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HPLC and NMR spectra of the crude for entry 10 (- 78 °C)
HPLC (CH3CN / H,0 60 /40 to 0 /100, 1.0 mL min'l, 254 nm) ; tg= 28.38 min, tg= 32.94 min

Area % Report
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HPLC and NMR spectrum of the crude for entry 11

HPLC (CH3CN / H,0 60 /40 to 0 /100, 1.0 mL.min"", 254 nm) ; tg= 20.79 min, tz= 22.60 min
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HPLC spectrum of a fraction enriched in the minor diastereomer

HPLC (CHsCN / H,0 60 / 40 to 0/ 100, 1.0 mL.min™", 254 nm) ; tz= 28.08 min, tz= 32.63 min
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HPLC and NMR spectra of the crude for entry 12 (- 78 °C, 5 equiv. of Grignard reagent)
HPLC (CHsCN /H,060/40to 0/ 100, 1.0 mL.min'l, 254 nm) ; tg= 38.29 min, tg= 47.33 min

Area % Report
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HPLC spectrum of the crude for entry 13 (- 15 °C, 5 equiv. of Grignard reagent)
HPLC (CH3CN / H,0 60 /40 to 0 /100, 1.0 mL.min'l, 254 nm) ; tg= 39.58 min, tg= 48.21 min

Area % Report
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HPLC spectrum of the crude for entry 14 (- 15 °C, 2.5 equiv. of Grignard reagent)
HPLC (CH5CN / H,0 60 /40 to 0 /100, 1.0 mL.min™, 254 nm ) ; tz= 39.55 min, tz= 48.16 min
Area % Report
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HPLC spectrum of the crude for entry 15
HPLC (CHsCN /H,060/40to 0/ 100, 1.0.mL min™, 254 nm) ; tg= 55.23 min, tg= 68.48 min

Area % Report
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