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1. Dehydrobromination optimization

Table S1: Optimization of 4a dehydrobromintion conditions

Entry Temp. (°C) Solvent Base Con(\(f)zrision Selet(i:;(i) t)y Sa
1" 60 MeOH/THF K,CO, 39 72
2" 60 THF/MeOH KOH 33 76
3° 60 THF K,CO, 38 51
4" 60 THF KOH 37 53
5° 25 THF KOH 40 98
6 35 THF KOH 100 97 (88)

Conditions: 4a (1 mmol), base (2 mmol), solvent (8 ml). Internal standard: undecane. 2 16 h, ® 48 h. the
value in brackets corresponds to isolated yield. Conversion determined by 1H-NMR and the isomer
distribution (selectivity) determined by GC and GC-MS.
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2. TH-NMR and 3C-NMR Compounds Spectra
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3. NOE Experiments For determination of (E)-Configuration of Trissubstitued
Products

n - K
My 3%

NOE

" BN

| ” il . Il
|7| S— S S AR e eyl [u‘g«v“

T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 25 2.0 1.5 1.0
ppm

T e
o
I

NOE-1D (CycloNoe — Varian 300MHz) Experiment to determine the E-configuration
of vinyl bromides 5. When the aromatic hydrogens are saturated, is possible to see
NOE correlation with allylic CH; (red). When allylic CH, is saturated, is possible to see
NOE correlation with aromatic hydrogens (blue). When olefinic hydrogen is saturated,
no NOE correlation with aromatic is observed.
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CycleNOE. Irradiado dublete alilico Br

CycleNOE. Irradiado triplete olefinico
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NOE-1D (CycloNoe — Varian 300 MHz) experiment to determine the E-configuration
of the vinyl bromides 5. With the saturation of allylic CHj, is possible to see NOE

correlation with aromatic hydrogens (blue). With saturation of olefinic hydrogens, no

NOE correlation is observed with aromatics. (green).
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NOE-1D (CycloNoe — Varian 300 MHz) experiment to determine the E-configuration
of the trissubstitued olefins. With the saturation of the olefinic hydrogen it is possible to
note NOE correlation with the aromatic hydrogen singlet orto-methyl.
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NOE-2D (Varian 400, mixing time 600 ms) experiment to determine the E-
configuration of the trissubstitued olefins. It is possible to observe NOE correlation
between the hydrogens of the SO,Me substituted aryl group with the olefinic hydrogen
(2). It is also possible to note NOE correlation of phenyl hydrogens and allylic CH, (1).
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NOE-2D (Varian 400, mixing time 600 ms) experiment to determine the E-
configuration of the trisubstitued vinyl-ethers. It is possible to observe NOE correlation

between allylic CH, and hydrogens of the phenyl ring near to oxygen.
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NOE-2D (Varian 400, mixing time 600 ms) experiment to determine the E-
configuration of the trisubstitued vinyl-ethers. It is possible to observe NOE correlation

between allylic CH, and hydrogens of the unsubstitued phenyl ring.
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