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Figure S-1 *H-NMR spectrum of compound 21.
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Figure S-2 *3C-NMR spectrum of compound 21.
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Figure S-3 *H-NMR spectrum of compound 7.
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Figure S-4 *C-NMR spectrum of compound 7.
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Figure S-5 *H-NMR spectrum of compound 8.
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Figure S-6 **C-NMR spectrum of compound 8.
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Figure S-7 COSY-spectrum of compound 8.
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Figure S-9 **C-NMR spectrum of compound 22.
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Figure S-10 *H-NMR spectrum of compound 3.
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Figure S-11 **C-NMR spectrum of compound 3.
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Figure S-14 *H-NMR spectrum of compound 11.
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Figure S-16 *H-NMR spectrum of compound 12.
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Figure S-17 **C-NMR spectrum of compound 12.
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Figure S-19 **C-NMR spectrum of compound 23.
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Figure S-20 *H-NMR spectrum of compound 14.
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Figure S-21 **C-NMR spectrum of compound 14.
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Figure S-22 *H-NMR spectrum of compound 15.
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Figure S-23 **C-NMR spectrum of compound 15.
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Figure S-24 *H-NMR spectrum of compound 24.
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Figure S-26 *H-NMR spectrum of compound 5.
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Figure S-28 *H-NMR spectrum of compound 16.
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Figure S-30 *H-NMR spectrum of compound 17.

6000

5500

5000

4500

4000

3500

3000

2500

2000

1500

1000

500

170000

160000

150000

140000

130000

120000

110000

100000

90000

80000

70000

60000

50000

40000

30000

20000

10000

r-10000




| | - AT (AN N
OTBS O
TMS
X
= OMe
17, 3C{"H} NMR
101 MHz, CDCl;
L
T T T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
f1 (ppm)
Figure S-31 **C-NMR spectrum of compound 17.
335588883333 QARALGNY BRRANAR88RLLEAEI YUY RANRRRTISE53S
g geunapaauy RIGEEY M ERTL Iehelked el koo S kel ekedek ok
OTBS O
X
= OMe
18, "H NMR
400 MHz, CDCI; r ”
/oy / | |1 /]
T Iy I
b A
i 4 g i 4 g4 24 4 23
T T T T T T T T T T T T T T T T T T
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)

Figure S-32 *H-NMR spectrum of compound 18.
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Figure S-33 **C-NMR spectrum of compound 18.
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Figure S-35 *C-NMR spectrum of compound 19.
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Figure S-36 *H-NMR spectrum of compound 20.
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Figure S-37 **C-NMR spectrum of compound 20.

34000
32000

30000

28000

26000

24000

22000

20000

18000

16000

14000

12000

10000

8000

6000

4000

2000

80°C

beT
9€'T H

80°¢ I
60°E
or'e

oT'e
e
[483
99°€

Ty~
[A% wd
va.v\
S€'S
9€'S
LE°S
LE'S
8€'S
6E'S

OMe

6E'S
'S
br'S
9#'S
o'
L¥'S
6b'S —
RN
99'S
195
89S
0L's
or's
ws

009
109
59
59
59
95°9
459
59
4589
859
859
099
199
199

OH

OH

400 MHz, MeOD

M

Toe
Fere

Foz
Feoz

Fooz

For

Fooz
Froz

2.0 1.5 1.0 0.5 0.0

2.5

3.0

3.5
f1 (ppm)

4.0

4.5

6.0 5.5 5.0

6.5

7.0

7.5

Figure S-38 *H-NMR of RVE4 methyl ester (2).
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Figure S-39 *C-NMR of RvE4 methyl ester (2).
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[ ] VWD1A, Wavelength=254 nm (Alfa hydroksylering optisk 2020-10-15 12-51-56.D)
mAU A
250+

200
150

100

50

Sorted By H Signal
Multiplier H 1.0000
Dilution : 1.0000

Use Multiplier & Dilution Factor with ISTDs

Signal 1: VWDl A, Wavelength=254 nm

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %

Il B e | ========= |========== | =======
1 19.542 BB 0.3929 6376.94629 252.25031 98.7323
2 26,127 MM 0.7011 81.88176 1.94639 1.2677

Totals : 6458.82805 254.19669

Figure S-43 HPLC chromatogram of (S)-21
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[ 1 VWD1 A, Wavelength=254 nm (Alfa hydroksylering rasemisk 3 2020-10-15 13-29-10.D)

AU ] ?h
m. -
300 o’NH
] MOH
250; 21
200
150: ~
] @
(=2}
: - g
2
100 ‘ﬂ‘ 3
] | | |
50 / \
: UAMJ N_m#¥,_J\\_____44/“\¢Z_&¥/ﬂ‘__,_R_/\\A /
] Wl
0_%\—/ J
é I I ﬂb 1‘5 I 2‘0 2‘5 I min
Area Percent Report
Sorted By : Signal
Multiplier : 1.0000
Dilution : 1.0000

Use Multiplier & Dilution Factor with ISTDs

Signal 1: VWDl A, Wavelength=254 nm
Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %
il Rttt [====]======= [ === | === [===—=—-
1 19.317 BV 0.3891 2837.64722 113.32843 49.2803
2 25.704 BB 0.5210 2920.53052 87.13389 50.7197

Totals : 5758.17773 200.46232

Figure S-44 HPLC chromatogram of racemic 21.
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[ 1 VWD1A, Wavelength=254 nm (Naft carreira optisk 2nd time 2020-09-10 10-44-10.D)

OMe

1

I~
o
PRTII B
E—— T
B)y=0
O

S @ @
o =} =}
21.989

n
o

o

PN I N ST S T S SN ST  S ST T WA SR S

Sorted By H Signal
Multiplier : 1.0000
Dilution : 1.0000
Use Multiplier & Dilution Factor with ISTDs

Signal 1: VWDl A, Wavelength=254 nm

Peak RetTime Type Width Area Height Area

[min] [min] [mAU*s] [mAU] %

17.439 BB 0.4339 4308.75732 154.70052 67.0838
21.989 BB 0.5545 2114.19019 58.37048 32.9162

Totals : 6422,.94751 214.07100

Figure S-45 HPLC chromatogram of (S)-23.
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[ ] VWD1A, Wavelength=254 nm (Naft carreira rac 2nd time 2020-09-10 12-27-52.D)

mAU o

| ' OB YU
1204
] .

HO

OMe

21.848

60{
40—:

20

5 10 15 20 25 30 min

Area Percent Report

Sorted By : Signal
Multiplier H 1.0000
Dilution H 1.0000

Use Multiplier & Dilution Factor with ISTDs

Signal 1: VWDl A, Wavelength=254 nm

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %

- [ === === |- [ === | —======
1 17.365 BB 0.4258 3453.63062 125.97306 49.8648
2 21.848 BB 0.5493 3472.35303 98.02888 50.1352

Totals : 6925.98364 224.00195

Figure S-46 HPLC chromatogram of racemic 23.
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WWO1 A, Wavelength=254 nm (KAROLINEWWAFTYLOPTISK10.0)
mal e o
=]
| T3
140 (S,
= OMe

120 (S)-24

100

80

60

40

20 o

&
o
0 Sl
o 2.5 5 7.5 10 12.5 15 175 20 225 minf
Area Percent Report

Sorted By H Signal
Multiplier : 1.0000
Dilution : 1.0000

Use Multiplier & Dilution Factor with ISTDs

Signal 1: VWDl A, Wavelength=254 nm

Peak RetTime Type Width Area Height Area
# [min] [min] mAU *s [mAU ] %
e mm—————— | === =—————— |===——————— |===m—————— | ===————— |
1 12.542 VB 0.2525 62.17613 3.87989 2.1462
2 13.636 BB 0.2796 2834.89526 157.73950 97.8538

Totals : 28597.0713% 161.6193%

**+ End of Report ***

Figure S-47 HPLC chromatogram of (S)-24.
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VWO A, Wavelength=254 nm (KAROLINE\WAF TYLRACT.D) o
b=
mal z g
350 L :il.ulii o] o)
/\/\/U\OMe
300 T™MS
24
250
200
150
100
50
D ———_/I
o 5 10 15 20 25 mi
Area Percent Report
Sorted By : Signal
Multiplier : 1.0000
Dilution H 1.0000
Use Multiplier & Dilution Factor with ISTDs
Signal 1: vWDl A, Wavelength=254 nm
Peak RetTime Type Width Area Height Area
# [min] [min] mAU *g [mAT ] kS

] e P J===mmmom - I e |
1 12.640 VW 0.2526 5933.28467 364.37500 50.3024
2 13.656 Vv  0.2739 5861.24385 332.81738 49.6976

Totals : 1.17952e4 697.192348

**+ End of Report ***

Figure S-48 HPLC chromatogram of racemic 24.
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1 VWD1A, Wavelength=254 nm (RvE4Methyl ester 2 2021-01-16 15-31-00.D)
mAU & OH OH o)
4 o — by - o
800 | Z A OMe
1 2
700
600
500
400
300
200
100
] g g 8
] ~ S =
0 T T T e ———
0 25 5 7.5 10 12.5 15 17.5 20 min
Area Percent Report
Sorted By H Signal
Multiplier : 1.0000
Dilution : 1.0000
Use Multiplier & Dilution Factor with ISTDs
Signal 1: VWDl A, Wavelength=254 nm
Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %
il Bttt |====]====——= | === | === | === I
1 7.882 BV R 00,2527 130.58907 7.55460 0.8414
2 9.367 BV R 0.2771 1.51413e4 828.86536 97.5560
3 10.886 VW E 0.3130 93.40971 4.67622 0.6018
4 11.693 VB 0.3543 155.33318 6.80567 1.0008
Totals : 1.55207e4 847.90185

Figure S-49 HPLC chromatogram of RvE4 methyl ester (2).
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 l/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. +MS, 0.1-0.9min #4-54
1% Ph
! 244.1306 I{IH
o
MOH
1.251 243.1224 21
] Calcd: 244.1306 [M + Na]+
] observed: 244.1306
1.00
0.75
] 242,1152
0.50-
] 245.1354
0.25-
246.1467 247.0166
)Jml 248.1646
0.00 '—""U \Ll .Ll L A, LY : :
242 243 244 245 246 247 248 m/z
Meas. m/z  lon Formula m/z  err [ppm]
2441306 C15H18NO2 244.1332 10.7
C13H19NNaO2 244.1308 0.8
C11H14N7 2441305 -0.3
C9H15N7Na 2441281 -10.2
C10H18N304 2441292 -5.8
C8H19N3NaO4 244.1268 -16.6
C6H14N902 2441265 -16.8

Figure S-50 HRMS spectrum of compound 21.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 1.0 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 250 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 8.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000V Set Divert Valve Waste
Set Corona 0 nA Set APC| Heater 0°C
Intens. +MS, 0.1-1.0min #3-56|
x105
54 153.0885 oH
Calcd: 153.0886 [M + Na]+
4 observed: 153.0885
3..
2_
4
1-
4
] 154.0920
ol
151 152 153 154 155 156 m/z
Meas. m/z lon Formula m/z err [ppm]
153.0885 C7H14NaO2 153.0886 0.4
C5HING 153.0883 -1.5
C9H1302 153.0910 16.1

Figure S-51 HRMS spectrum of compound 7.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. +MS, 0.1-1.1min #3-62
x105
351.2325 OTBS
\A/@\/OPN
4 8
Calcd: 351.2326 [M + Na]+
observed: 351.2325
3-
24
14 352.2353
353.2331
0 T A T T e ——
350 351 352 353 354 m/z
Meas. m/z  lon Formula m/z  err [ppm]
351.2325 C15H35N205Si 351.2310 -4.4
C16H31N60Si  351.2323 -0.6
C18H36Na03Si 351.2326 0.2
C24H3102 351.2319 -1.9

Figure S-52 HRMS spectrum of compound 8.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 1.0 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 250 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 8.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. +MS, 0.1-0.9min #3-52)
x105
267.1751 oTBS
— (é OH
5.
22
Calcd: 267.1751 [M + Na]+
observed: 267.1751
4
3.
2.
14 268.1776
b 270.9778
266.11727 2169 1731
264 265 266 267 268 269 270 271 272 m/z
Meas. m/z lon Formula m/z  err [ppm]
267.1751 C10H27N204Si 267.1735 -6.0
C13H28Na02Si 267.1751 0.1
C11H23N6Si 267.1748 -1.0
C19H230 267.1743 -2.7

Figure S-53 HRMS spectrum of compound 22.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 /min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. | +MS, 0.0-1.1min #2-60|
x105
] 389.0768 oTBS
2,51 ST
3
Calcd: 389.0768 [M + Na]+
observed: 389.0768
2.0
1.51
1.0
0.5 390.0794
| 391.0755
0.0 T — T — T r Ay T —
387 388 389 390 391 392 m/z
Meas. m/z  lon Formula m/z err [ppm]
389.0768 C11H26IN203Si 389.0752 -4.1
C14H27INaOSi 389.0768 0.1
C11H14N8NaO5Si  389.0749 -4.9
C12H17N409Si 389.0759 -2.2
C20H22! 389.0761 -1.8
C12H10N12NaOSi  389.0762 -1.5
C13H13N8O5Si 389.0773 1.3
C15H18N2NaO7Si  389.0775 2.0
C21H13N206 389.0768 0.1
C18H5N12 389.0755 -3.4
C20H10N6Na02 389.0757 -2.7
C14H9N120Si 389.0786 4.7
C22H9N602 389.0781 3.5
C24H14NaO4 389.0784 4.2
C27H14NaSi 389.0757 -2.8
C29H13Si 389.0781 3.4

Figure S-54 HRMS spectrum of compound 3.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 l/min
Scan End 1500 m/z Set Charging Voltage 2000V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. +MS, 0.1-1.1min #3-62,
x108
4 237.1098 OH fo)
& OMe
HO
12
Calcd: 237.1097 [M + Na]+
31 observed: 237.1098
2
1.
238.1132
238.8886
240.9648
0 . . ool J , . . . ; ; ; : ' . AI‘ " . . . : 3 g ; l' il i ;
236 237 238 239 240 241 m/z
Meas. m/z lon Formula m/z  err [ppm]
237.1098 C11H18NaO4 237.1097 -0.1
C9H13N602 237.1095 -1.3
C11H15N303 237.1108 44
C9H16N3NaO3 237.1084 -5.8
C7H11N90O 237.1081 -7.0
C12H14N4Na 2371111 55
C8H17N206 237.1081 -6.9

Figure S-55 HRMS spectrum of compound 12.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. +MS, 0.0-0.9min #2-53
x105l o
391.1516
QO
] é OMe
HO
31 23
Calcd: 391.1516 [M + Na]+
observed: 391.1516
2_
1
11 392.1550
393.1578
0 T T T T —=
390 391 392 393 394 m/z
Meas. m/z lon Formula m/z  err [ppm]
391.1516 C20H19N603 391.1513 -0.6
C22H24Na05 391.1516 0.1
C18H20N6NaO3  391.1489 -6.8
C19H23N207 391.1500 -4.0
C16H15N120 391.1486 -7.5
C24H2305 391.1540 6.3
C23H20N4lNaO  391.1529 3.5

Figure S-56 HRMS spectrum of compound 23.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens, +MS, 0.1-1.0min #3-56
x106
249.,0917 o o
Pz OMe
1 Z
2.0 T™S
14
Calcd: 249.0917 [M + Na]+
observed: 249.0917
1.54
1.0
0.5
250.0941
251.0896
247 248 249 250 251 252 253 254 m/z
Meas. m/z  lon Formula m/z err[ppm]
249.0917 CB8H17N205Si  249.0901 -6.4
C15H14Na02 249.0886 -12.5
C9H13N6OS;i 249.0915 -1.0
C13HING 249.0883 -13.6
C11H18NaO3Si 249.0917 0.1
C17H1302 249.0910 -2.8
C13H1703Si 249.0941 9.8
C8H18NaO7 249.0945 11.1

Figure S-57 HRMS spectrum of compound 14.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI| Heater 0°C
Intens. +MS, 0.0-1.1min #2-62|
x106.
251.1073 OH (0]
4 OMe
TMS
0.8 15
Calcd: 251.1074 [M + Na]+
observed: 251.1073
0.6
4
0.4
0.2+
252,1097
253.1052
0.0 — it ;
250 251 252 253 254 255 m/z
Meas. m/z  lon Formula m/z  err[ppm]
2511073 C8H19N205Si  251.1058 -6.1
C15H16Na02 251.1043 -12.2
C13H11N6 251.1040 -13.3
C9H15N60SI 251.1071 -0.8
C11H20NaO3Si 251.1074 0.4
C17H1502 251.1067 -2.6
C13H1903Si 251.1098 9.9

Figure S-58 HRMS spectrum of compound 15.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 VvV Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 l/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. | +MS, 0.1-1.0min #3-56
x105
405.1492 o
| QO
54
] /'\/\/U\OMe
| TMS
4 24
1 Calcd: 405.1493 [M + Na]+
44 observed: 405.1492
3.
2.
406.1520
1_
]
407.1620
1 408.1670
403 404 405 406 407 408 409 410 m/z
Meas. m/z lon Formula m/z  err [ppm]
405.1492 C28H2103 405.1485 -1.7
C20H21N602Si  405.1490 -0.6
C19H25N206Si  405.1476 -3.9
C22H26Na04Si  405.1493 0.1
C23H22N4NaSi  405.1506 3.4

Figure S-59 HRMS spectrum of compound 24.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. +MS, 0.1-1.0min #3-56
x105
293.1543 OTBS 0
8- 4 OMe
5
Calcd: 293.1543 [M + Na]+
observed: 293.1543
6_
4..
2.
294,1569
295.1529
291 292 293 294 295 297 298 m/z
Meas. m/z  lon Formula m/z err [ppm]
293.1543 C10H22N6NaOSi 293.1517 -8.9
C11H25N205Si 293.1527 -5.3
C12H21N60OSi 293.1541 -0.7
C14H26Na03Si 293.1543 0.2
C20H2102 293.1536 -2.3
C16H2503Si 293.1567 8.4
C11H26Na07 293.1571 9.5

Figure S-60 HRMS spectrum of compound 5.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 vV Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. +MS, 0.2-1.2min #13-70
x106 |
421.0666 otBS O
17X OMe
16
Calcd: 421.0666 [M + Na]+
0.8 observed: 421.0666
1
0.6
0.4
0.2 422.0692
423.0660
0.0+——7— —T— — T —r—
419 420 421 422 423 424 425 426 m/z
Meas. m/z lon Formula m/z  err [ppm]
421.0666 C12H22IN6OSI 421.0664 -0.6
C14H27INaO3Si 421.0666 0.1
C20H22102 421.0659 -1.7
C12H17N4011Si 421.0658 -2.0
C12H10N12NaO3Si 421.0660 -1.4
C13H13N8O7Si 421.0671 1:2
C15H18N2Na09Si  421.0674 1.8
C21H13N208 421.0666 0.1
C21H6N10Na 421.0669 0.7

Figure S-61 HRMS spectrum of compound 16.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0 nA Set APCI Heater 0°C
Intens. +MS, 1.0-2.0min #59-115
x108
429.2251 OTBS (0]
T™MS
X
N Z OMe
4.
17
Calcd: 429.2252 [M + Na]+
observed: 429.2251
3_
2.
430.2275
14
431.2250
432.12261
427" T Tazs” T a9 430 T 431 7 T432 | (433 434 435 mkz
Meas. m/z  lon Formula m/z  err [ppm]
429.2251 C28H3302Si 429.2244 -1.6
C22H38Na03Si2 429.2252 0.1
C25H3306 429.2272 4.8
C24H30N4NaO2  429.2261 2.3
C22H25N10 429.2258 1.6
C23H34Na06 429.2248 -0.8

Figure S-62 HRMS spectrum of compound 17.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000V Set Divert Valve Waste
Set Corona 0 nA Set APCI Heater 0°C
Intens o +MS, 0.0-1.0min #2-57
x106
357.1855
| OTBS (0]
|
| X
5 [ FZ OMe
o 18
Calcd: 357.1856 [M + Na]+
observed: 357.1855
0.6
0.4
358.1883
0.21
359.1863 360.3237
wh—m-r———t——---r
355 356 357 358 359 360 361 362 363 m/z
Meas. m/z  lon Formula m/z  err [ppm]
357.1855 C23H26Na02 357.1825 -8.5
C16H29N205Si 357.1840 -4.2
C17H25N6OSI 357.1854 -0.5
C19H30NaO3Si 357.1856 0.3
C25H2502 357.1849 -1.7
C21H2903Si 357.1880 71
C16H30NaO7 357.1884 8.0

Figure S-63 HRMS spectrum of compound 18.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 l/min
Scan End 1500 m/z Set Charging Voltage 2000V Set Divert Valve Waste
Set Corona * 0nA Set APCI Heater 0°C
Intens. +MS, 0.1-0.9min #3-50
X108
595.3608
61 oTBS OTBS o
| NN N
| % é OMe
:5. : 19
| 3 Calcd: 595.3609 [M + Na]+
| observed: 595.3608
4.
3.
596.3635
2..
Ly 597.3629
598.3633
593 594 595 596 597 598 599 600 601 miz
Meas. m/z  lon Formula m/z  err [ppm]
595.3608 C39H5103Si 595.3602 -1.0
C33H56Na04Si2  595.3609 0.2
C34H52N4NaSi2  595.3623 25
C35H48N4NaO3  595.3619 1.8
C33H43N100 595.3616 13
C34H52Na07 595.3605 -0.5
C32H47N605 595.3602 -0.9

Figure S-64 HRMS spectrum of compound 19.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens +MS, 0.1-1.0min #3-56
x105
599.3922 oTBS oTBS O
R N OMe
20
Calcd: 599.3922 [M + Na]+
3 observed: 599.3922
2.
600.3948
601.4061
1.
602.4099
603.4214
597.3766 604.4254
A T 4 v l T l T T A T T A T = Al T v
596 598 600 602 604 606 608 m/z
Meas. m/z lon Formula m/z  err [ppm]
599.3922 C33H60NaO4Si2 599.3922 0.1
C34H56N4NaSi2  599.3936 2.3
C39H5503Si 599.3915 -1.1
C35H52N4Na0O3  599.3932 10
C34H56Na07 599.3918 -0.6
C33H47N100 599.3929 1.2
C32H51N605 599.3915 -1.0

Figure S-65 HRMS spectrum of compound 20.
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Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 3500 V Set Dry Heater 200 °C
Scan Begin 50 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 I/min
Scan End 1500 m/z Set Charging Voltage 2000 V Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°C
Intens. | +MS, 0.1-1.0min #3-56
x105
371.2192 OH OH o
6_ <
- A — X OMe
2
Calcd: 371.2193 [M + Na]+
5 observed: 371.2192
4.
3-
2.
372.2227
1
i 373.2341
369.2036
370.2070 374‘12381
A
368 370 372 374 376 378 m/z
Meas. m/z  lon Formula m/z err [ppm]
371.2192 C15H23N12 371.2163 -7.8
C23H3104 371.2217 6.6
C21H32Na0O4 371.2193 0.2
C18H31N206 371.2177 -4.2
C19H27N602 371.2190 -0.6
C22H28N4Na 371.2206 3.8
C17H28N6Na0O2 371.2166 =71
C24H27N4 371.2230 10.3
C16H32N2NaO6 371.2153 -10.7

Figure S-66 HRMS spectrum of RvE4 methyl ester (2).
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Specific optical rotation measurements:
Confirmation of absolute configuration for key fragments

Stereospecific total synthesis of prostaglandins E; and F3,
Corey, E. J. etal. J. Am. Chem. Soc. 1971, 93, 6, 1490-1491

O OH OH
HO)WOH — \/:\/'\/OH
o 7
This work OH
MH — W\/OH
0O 7

[0]2° = +9.0 (¢ 1.0, CHCI3)

[0]%° = +9.5 (¢ 1.0, CHCI3)

An efficient total synthesis of leukotriene B,
Hansen, T. V. et al. Org. Biomol. Chem. 2015,13, 5412-5417

O OTBS

HO,

’, O I /\/\)J\
This work:

e o) OTBS

J A, — M
Cl oM

+

Megsi%SiMe:i

[0]2 = -36.0 (c 0.2 MeOH)

[0]2 = -36.2 (c 0.2 MeOH)

Figure S-67 Specific optical rotations measurements to confirm absolute configurations.
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