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General information:

Material:

Solvents for chemical reactions were dried according to the standard procedures. Solvents for
flash chromatography were used without further purification. All reagents were obtained from

commercial suppliers and were used without further purification unless noted otherwise.
Methods:

All the reactions were performed using Schlenk techniques. Glassware was dried by heating
(150°C) for at least 2 h and subsequent cooling under vacuum before use.

Reactions were monitored by GC/MS (GC, HP6890: MS HP5973) equipped with an HP1
column (Agilent Technologies, Palo Alto, CA) or by TLC on silica coated aluminium foils
(60 A, 0.25mm coating thickness). TLCs were visualized by the following stains: iodine stain,

Seebach’s stain, bromcresol green stain or ninhydrine (for phospholipids)
Flash column chromatography was performed on 230-430 mesh silica gel.

'H, B¢, 3P NMR spectroscopy was recorded on Varian VXR300 or AMX400 spectrometers.
Chemical shifts were determined relative to the residual solvent peaks (CHCls, § = 7.26 ppm
for 'H NMR, & = 77.0 for **C NMR).

The (- sign stands for negative phase in APT (Attached Proton test)

Optical rotations were measured on a Schmidt+Haensch polarimeter (Polartronic MH8) with

a 10 cm cell.

The mass spectra were recorded on an Thermoscientific LTQ OrbitrapXL spectrometer.
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NMR Spectra Data for synthetized compounds:
(E)-S-ethyl dec-2-enethioate (18)
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(R)-S-ethyl 3-methyldecanethioate (19)
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(R)-3-methyldecanal
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(R)-10-methyloctadecenoic acid (20)
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(R)-Tuberculostearic acid (21)
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(R)-(S)-3-hydroxy-2-(palmitoyloxy)propyl tuberculostearate
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(MTB) lipid 22 precursor:

o
PN NN NN W
0. 0.,.0
\/\/\/\>\/W\/\ﬂ/ \/!\/O,J‘: '~ NHCbz
o 0Bn
<
3
o
I o
]
S
S
n
3
~
l\
@
N
« 4
3 ©
~ 2
S
[
3 8
© w S
©
N
— ] 8
~
=
~
< ]
~ ~
\
~
5
IS
\
%A
-2
|
|
o
- — k]
« @ ?
~ e ? o~ °
@ - 3
T T

11.0 105 10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 55 5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -05 -1.(

13



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2013

\128.03

128.67
26/47

128.09

/ 128.80

17319
\-172.81

31.91

0.02

< 0
© Il &
o o q
g 3 S

—— 9

! s
®
S
@ N~
BV T
<
T B 3
= —

220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
f1 (ppm)

2

4

@

<

A ,‘LAA
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

f1 (ppm)

14



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry

This journal is © The Royal Society of Chemistry 2013

MTB lipid (22)
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0.29

MTB lipid desmethyl analogue (13)
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PAF precursor 26
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PAF precursor after desilylation
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TBDPS-glycidyl ether (rac)
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HPLC traces of ring-opened products:
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