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NMR spectra of products
H-RMN (CDCl;, 8 ppm, 400 MHz)

COOMe
6 6

COOEt
2

|
|
Iul |'I v |
1
T _J||L i J - L_Jlr — l\__/' T
i i sl e i e e
2 g 2 a & 2 £
o A A = A
T T T A T x T Y T T T T A T T T i; T T & T T T T L T ] T T g T T T
4.6 4.4 42 4.0 38 6 34 32 3.0 8 26 24 22 20 18 1.6 14 1.2 1.0 0.8 06 0.4
f1 {ppm)

13C-RMN (APT) (CDCls, 8 ppm, 100 MHz)

COOMe
6 6

COOEt
2

W NE——

T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
180 170 160 150 140 130 120 110 70 &0 50 40 30 20 0

100 an
1 (ppm)

S2



"H-RMN (C¢Dg, d ppm, 400 MHZz)
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1H-13C HSQC (CDCls, & ppm)
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"H-RMN (CDCl3, & ppm, 400 MHz)
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"H-RMN (C¢Dg, d ppm, 400 MHZz)
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1H-13C HSQC (CDCls, & ppm)
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"H-RMN (CDCl3, & ppm, 400 MHz)
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"H-RMN (C¢Dg, d ppm, 400 MHZz)
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"H-RMN (CDCl3, & ppm, 400 MHz)
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"H-RMN (CgDe, © ppm, 400 MHZz)
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"H-RMN (CDCl3, & ppm, 400 MHz)
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"H-RMN (CgDe, © ppm, 400 MHZz)
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"H-RMN (C¢Dg, d ppm, 400 MHZz)
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"H-RMN (CDCl3, & ppm, 400 MHz)
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"H-RMN (C¢Dg, d ppm, 400 MHZz)
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"H-RMN (C¢Dg, d ppm, 400 MHZz)
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"H-RMN (C¢Dg, d ppm, 400 MHZz)
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1H-RMN (C4Ds, & ppm, 400 MHz)
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"H-RMN (MeQOD, & ppm, 400 MHz)
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"H-RMN (MeQOD, & ppm, 400 MHz)
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'"H-RMN (DMSO, & ppm, 400 MHz)
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Chromatographic conditions and typical chromatograms

A) Cyclopropanation of methyl oleate (1) and EDA

=y coome N,CHCOOEt Mecoom
_ Y +
6

6 z
, Cu(OTf), EO0Et

2 trans

COOEt
3 cis

FID detector, HP5 column: 30 m x 0.25 mm x 0.25 um; helium as carrier gas; injector

temperature: 280 °C; detector temperature: 300 °C; oven program: 70 °C (4 min), 25 °C
min~' to 150 °C, 5 °C min~' to 250 °C (20 min); retention times: ethyl diazoacetate 2.0

min, diethyl maleate 6.1 min, diethyl fumarate 6.2 min, eicosane (internal standard) 15.1

min, methyl oleate 16.7 min, cis cyclopropane 3 24.2 min, frans cyclopropane 2 24.4 min.
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B) Cyclopropanation of methyl erucate (4) and EDA

COOMe  N2CHCOOE MCOOMe
MO s - 0 , f i
Cu(OTf), Eo0Et Lo

4
5 trans 6 cis

FID detector, OMEGAWAX™ 250 column: 30 m x 0.25 mm x 0.25 uym; helium as carrier
gas; injector temperature: 280 °C; detector temperature: 300 °C; oven program: 200 °C
(4 min), 35 °C min~" to 260 °C (30 min); retention times: ethyl diazoacetate 2.0 min,
diethyl maleate 2.6 min, diethyl fumarate 2.9 min, eicosane (internal standard) 4.0 min,

methyl erucate 10.8 min, cis cyclopropane 6 28.7 min, frans cyclopropane 5 29.7 min.
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C) Cyclopropanation of methyl elaidate (7) and EDA

. COOMe COOMe
N,CHCOOE 2 :
MSCOOMe 2 \% Wﬁ . \% we

Cu(OTf), COOEt COOEt
8 9
FID detector, OMEGAWAX™ 250 column: 30 m x 0.25 mm x 0.25 um; helium as carrier
gas; injector temperature: 280 °C; detector temperature: 300 °C; oven program: 205 °C

(5 min), 20 °C min~' to 250 °C (20 min); retention times: ethyl diazoacetate 2.0 min,

7

diethyl maleate 2.6 min, diethyl fumarate 2.8 min, eicosane (internal standard) 3.7 min,

methyl elaidate 7.9 min, cyclopropane 8 17.9 min, cyclopropane 9 18.1 min.
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D) Cyclopropanation of methyl oleate (1) with DDM
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MeOOC\H/COOMe
= {yco0wme N, WBCOOMG
° . ° Cu(OTf), MeOOC COOMe
10

FID detector, Zebron ZB-5HT Inferno column: 30 m x 0.25 mm x 0.25 ym; helium as
carrier gas; injector temperature: 280 °C; detector temperature: 250 °C; oven program:
70 °C (4 min), 25 °C min~' to 150 °C, 5 °C min~' to 250 °C (20 min); retention times:

dimethyl 2-diazomalonate 7.8 min, methyl oleate 23.2 min, cyclopropane 10 36.8 min.

23.221

7.839
14.362

10 15

E) Cyclopropanation of methyl elaidate (7) with DDM
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MeOOC\n/COOMe
f A () CcOO0Me N, o COOMe
6 6 6 6
7 Cu(OTf), MeOOC COOMe

11

FID detector, Zebron ZB-5HT Inferno column: 30 m x 0.25 mm x 0.25 ym; helium as
carrier gas; injector temperature: 280 °C; detector temperature: 250 °C; oven program:
70 °C (4 min), 25 °C min~' to 150 °C, 5 °C min~' to 250 °C (20 min); retention times:

dimethyl 2-diazomalonate 7.8 min, methyl elaidate 23.4 min, cyclopropane 11 35.4 min.

23.337

14.405

7.841

—— 35412

F) Reduction of the trans cyclopropane (2) to product 12
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MCOOMG LiAlH,
6 6

_ N M on

COOEt
2

CH,OH

12 trans

FID detector, Zebron ZB-5HT Inferno column: 30 m x 0.25 mm x 0.25 ym; helium as

carrier gas; injector temperature: 280 °C; detector temperature: 250 °C; oven program:
70 °C (4 min), 25 °C min~" to 150 °C, 5 °C min~" to 250 °C (20 min); retention times: trans

cyclopropane 2 32.5 min, diol 12 29.4 min.

29.434

G) Reduction of the cis cyclopropane (3) to product 13
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COOMe LiAIH, oH

COOEt CH,OH

3 .
13 cis
FID detector, Zebron ZB-5HT Inferno column: 30 m x 0.25 mm x 0.25 ym; helium as

carrier gas; injector temperature: 280 °C; detector temperature: 250 °C; oven program:
70 °C (4 min), 25 °C min~" to 150 °C, 5 °C min~" to 250 °C (20 min); retention times: cis
cyclopropane 3 32.3 min, diol 13 30.7 min.

30.767
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H) Reduction of the cyclopropanes (8+9) to products 14 and 15
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6 6 g
CH,OH

14 + 15

COOEt
8+9

FID detector, Zebron ZB-5HT Inferno column: 30 m x 0.25 mm x 0.25 ym; helium as
carrier gas; injector temperature: 280 °C; detector temperature: 250 °C; oven program:
70 °C (4 min), 25 °C min~" to 150 °C, 5 °C min~" to 250 °C (20 min); retention times:
cyclopropanes 8+9 32.4 min, diols 14+15 29.4 min.

1) Reduction of the cyclopropane 10 to the triol 16
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COOMe :
LiAIH
MeOOC COOMe HO OH

10 16

FID detector, Zebron ZB-5HT Inferno column: 30 m x 0.25 mm x 0.25 ym; helium as
carrier gas; injector temperature: 280 °C; detector temperature: 250 °C; oven program:
70 °C (4 min), 25 °C min~" to 150 °C, 5 °C min~" to 250 °C (20 min); retention times:
cyclopropane 10 36.8 min, triol 16 20.6 min.

20.647
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