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Figure S-1. '"H NMR spectrum of compound 8, CDCls, 400 MHz.
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Figure S-2. 3C NMR spectrum of compound 8, CDCls, 100 MHz.
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Figure S-3. 'H NMR spectrum of compound 9, CDCls, 400 MHz.
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Figure S-4. 13C NMR spectrum of compound 9, CDCls, 100 MHz.
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Figure S-5. 'H NMR spectrum of compound 10, CDCls, 400 MHz.
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Figure S-6. 13C NMR spectrum of compound 10, CDCls, 100 MHz.
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Figure S-7. 'H NMR spectrum of compound 11, CDCls, 400 MHz.
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Figure S-8. 13C NMR spectrum of compound 11, CDCls, 100 MHz.
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Figure S-9. 'H NMR spectrum of compound RvD5n-30pa methyl ester 2, CD30D, 400 MHz.
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Figure S-10. COSY-spectrum of RvD5n-3 opa methyl ester 2, CD30D, 400 MHz.
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Figure S-11. Expansion of the olefinic area in the COSY NMR spectrum of RvD5x.3 bpa methyl ester 2.

Hyo Hig OH Hys Hy OH
—_— = _ - AN COzMe
Hi¢ His4 Hq3 Hyq Hyg Hg
2
Position 6 (mult, J/Hz)
Hg, His 6.56 (ddd, J=15.0, 11.1, 3.9 Hz, 2H)
Hio, Hia 6.00 (td, J=10.8, 4.6 Hz, 2H)
Hs, His 5.68 (ddd, J = 15.7, 9.8, 6.6 Hz, 2H)
Hui, His, His, Hao 5.49 — 5.35 (m, 4H)

Table S-1. Interpretation of the double bond geometry in RvD5n-3 bpa methyl ester (2).
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Figure S-12. *C NMR spectrum of RvD5n.3 ppa methyl ester 2, CD30D, 150 MHz.
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Figure S-13. UV-Vis of RvD5n-3 opa methyl ester 2 in MeOH.
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Figure S-14. UV-Vis of RvD5n3ppa 1.



VWD A, Wavelength=254 nm (Karina\RvD5n-3 DPA 2022-06-22 10-17-05.0)
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Sorted By H Signal
Multiplier H 1.0000
Dilution : 1.0000

Use Multiplier & Diluticon Factor with ISTDs

Signal 1: VWDl &, Wavelength=254 nm

Peak RetTime Type
= [min]

1 14.288 BB
2 15.630 BB

Width Area Height Area
[min] [mAU*s] [mAU] 3
e [ ====| === | === [ === |========
0.3929 48.07434 1.87654 1.9158
0.3974 2440.66089 92.33801 97.2629
0.3787 20.60766 9.06916e-1 0.8212

13.616 MM

Figure S-15. HPLC chromatogram of RvD5n-3 ppa methyl ester 2.
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1 VWO A Wavelengih=254 nm (Al fydroksylenng rasemisk 3 2020-10-15 13-28-10.0)
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Figure S-16. HPLC chromatogram of racemic a-aminoxylated alcohol intermediate of compound 7.
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VWD A, Wavaength=254 nm (KET 1inL. 2021-08-06 05-34-52.0)
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2 26.252 MM 0.4983 B.26479% 2.76407e-1

Figure S-17. HPLC chromatogram of optical a-aminoxylated alcohol intermediate of compound 7.
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Elemental Analysis Report

Analysis Info
Sample Name  kE7g
Method ES|_pos_50_1500_os.m

Acquisition Date  9/27/2021 10:07:42 AM

Analysis Name

DiData\maxis2021\18137.d

Acquisition Parameter

Source Type ESl len Palarity Positive Sat Nebulizer 0.3 Bar
Focus Mot active Set Capillary 3500 v Set Dry Heater 200 °C
Sean Begin 50 miz Set End Plate Offset -500 W Set Dry Gas 4.0 limin
Scan End 1500 mfz Set Charging Valtage 2000 v Set Divert Valve Waste
Set Corona 0 nA Set APCI Heater oeC
Intens. :
MS, 0.0-1, #1-
:ﬂi}s‘l +MS, L.2min #1-68|
457.2564
oTBS
T™S X CO,Me
0 N _Z
0.5
0.6
0.4 458.2588
0.2+
] 4522568
J \ 460.2577 261.2303
0.0 ; e — — — ——
455 458 457 458 458 460 481 mfz
Meas. m/z  lon Formula miz  err [ppm)]
457 2564 C24H42Ma035i2 4572885 0.2
C25H38MaDs 457.2561 0.7
C28H38MSI2 456.2537 =0.5
C30H34MO3 455.2533 0.6
C24HISNMNaO4S| 456.2541 0.9

Figure S-18. HRMS spectrum of compound 8.
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Elemental Analysis Report

Analysis Info Acquisition Date  05-Jan-22 3:48:15 PM
Sample Name  kggg Analysis Mame D\Data\maxis2022118362.d
Method ESI|_pos_50_1500_os.m
Acquisition Parameter
Source Type ESl Set Capillary 3500 v Set Nebulizer 0.3 Bar
Focus Mot active Set End Plate Offsat -500W Set Dry Heater 200°C
Scan Begin 50 miz Set Charging Voltage 2000 Set Dry Gas 4.0 limin
Scan End 1500 miz Set Corona 0 nA Set Divert Vahe Wasta
o Set APCI Heater 0°C
Intajns.- +M5, 0.0-1.0min 41-57
X
385.2169
1.0 OTBS
J X CO,Me
0.8+ N4
0.6+ ‘
0.4 |
| 386.2197
0.24 | |
-|. | 33?.12155 1893139
110 0%- CarHaaMa: 0450, 385.2159
1+
385.2189
1.0 |
.54
0.6
0.4 | 1+
J 386.2197
0.2 ‘ 1+
{ | 387.2186 1+
o0 | A | 388.2202
' 383 384 385 386 387 - 389 miz
Meas. miz  lon Formula Mz err [ppm)
385.2169 C1BH33MN205Si 3852153 -4.0
C19HZONBOSI 3852167 0.6
C27H2802 385.2162 -1.7
C21H34MNa03s5i 3852189 02

Figure S-19. HRMS spectrum of compound 9.

S-14



Elemental Analysis Report

Analysis Info
Sample Name

Method

KESB1

Acquisition Date  07-Jan-22 9:54:58 AM
Analysis Mame  poDataimaxis2022118371.d

ES|_pos_50_1500_os.m

Acquisition Parameter

Source Type

=]

Set Capillary 3500 Set Mebulizer 0.3 Bar
Focus Mot active Sat End Plate Offset =500 W Set Dry Heater 200°C
Scan Begin 50 miz Set Charging Voltage 2000V Set Dry Gas 4.0 llmin
Scan End 1500 miz Set Corona 04 Set Divert Valve Waste
Sat APCI Healer 0"C
Infens,
o] +h8, 0.0-1.0min #1-58)
551 623.3921
] OTBS OTBS
] = x cOo,Me
] =
2.0 N4
1.5
624,3948
"I.!:I: |
':'-53 : 625,2044
i :! 6253549
x'?IJ%: . CagHaeNa0ut,, 623,352
2 5] 233822
207
1.5 1s
] £24.3343
1.0 !
] |
1 1+
0.5 6253945
] | 1+
1 | | 626,3954
00 . ~ | | i | . 4
a21 6§22 623 524 625 B36 827 BéE ' miz
Meaz. miz  lon Formula miz  err [ppm]
523.3921 CISH54NI04SI B20.3873 0.8
C41HS503E] 523.3915 -1.0
CHHSINE0S 623.38158 =1.0
C40HEEN0SE2 622 3595 =0.0
CATHSZNOS 6223891 0.5
CIBHETN20352  621,3002 0.8
C3I5HE0MNaO4 52 623.3922 0.1
CI6H5EMalT G623.3018 -0.5
CISHSTNMaO5Si 6223898 1.0
20,2823 0.8

CIEHS1M3NE03

Figure S-20. HRMS spectrum of compound 10.
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Elemental Analysis Report

Analysis Info Acquisition Date  10-Jun-22 1:33:06 PM
Sample Name  KE107 .1 Analysis Name  p\Data\maxis2022\18912 d
Method ES|_pos_50_1500_os.m
Acquisition Parameter
Saurce Type ESI Set Capillary 3500 W Set Nebulizer 0.5 Bar
Focus Mot active Set End Plate Offset -500 W Set Dry Heater 200 °C
Sean Begin 50 miz Set Charging Voltage 2000 v Set Dry Gas 4.0 enin
Scan End 1500 mfz Set Corona 0 né Set Divert Valve Waste
Set APCI Heater a°c
Intens. +MS, 0.0-1.0min #2-58
X107 oTBS oTBS
& 6278233 VWM/\/\/COZMe
4
B28.4260
2 6294360
‘ £30.4405
| | I .I! 531':"151 632.4535
x1 Ug CasHeaM3035iz, b2T.4240
1+
& 627.4246
4
i+
6284271
2 1
6294268
1+
630.4276
[ p— ————— — — —
624 625 626 627 528 629 530 631 632 B33 miz
Meas. mfz  lon Formula mfz err [ppm]
6274233 C33H5O9NGO2SIZ2  627.4233 -01
C35HE4ANa04SI2 62T 4235 03

Figure S-21. HRMS spectrum of compound 11.
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Elemental Analysis Report

Analysis Info Acquisition Date  21-Jun-22 1:02:18 PM
Sample Name  KE{p8 Analysis Name  D:\Dataimaxis20221180949.d
Method ES|_pos_S0_1500_os.m

Acquisition Parameter

Source Type ESI Set Capillary 3500 W Set Nebulizer 0.5 Bar
Focus Mot active Set End Plate Offset -500 vV Set Dry Heater 200 °C
Scan Begin 50 mfz Set Charging Voltage 2000 W Set Dry Gas 4.0 Ifmin
Sean End 1500 m/z Set Corona 0 b Set Divert Valve Waste
Sat APC| Heater a-c
Intens. +MS5, 0.1-1.0min #3-57
%106
1.25 399 1505 OH OH o
— N X o
1.00
0.75
0.50
A00. 2540 401.2658
0.25 |
\ 4022635 403.2810
a % ! h || |I 1
:d% CasHagNayDa, 399.2508
1+
125 395.2506
1.00
0.75
0.50
1+
400,2540
0.25
1+
401.2569
000 r T - ! T T
a7 398 399 400 401 402 403 404 miz
Meas. mfz  lon Formula miz  err [ppm)]
3992505 C2MH31NB02 3992503 05
C23H36MNa04 399 2506 02
401 2658 C21H33N602 401 .2660 05
C23H3BNa04 4012662 12

Figure S-22. HRMS spectrum of RvD5n.3 ppa methyl ester 2.
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