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General:

All non-aqueous reactions were conducted under an atmosphere of nitrogen with magnetic
stirring using dry solvents unless otherwise indicated. Dimethylformamide (DMF) was dried
by distillation and stored over activated molecular sieves. Trimethylsilyl chloride (TMSCI),
diisopropylethylamine (iPr,NEt), and nitromethane (MeNO,) were dried by distillation.
Dehydrated methanol (MeOH) for the reactions was purchased from Kanto Chemicals (Tokyo,
Japan). All reagents were obtained from commercial suppliers and used without further
purification unless otherwise stated. Centrifugation was performed by LMS Mini Centrifuge
MCF-2360 (6,600 rpm). Analytical thin layer chromatography (TLC) was performed on Silica
gel 60 Fys4 plates produced by Merck. Column chromatography was performed with acidic
Silica gel 60 (spherical, 40-50 um) or neutral Silica gel 60N (spherical, 40-50 um) produced
by Kanto Chemicals.

Melting points were measured by an AS one ATM-01 apparatus. Optical rotations were
measured on a JASCO P-2200 digital polarimeter at the sodium lamp (4 = 589 nm) D line and
are reported as follows: [a]p’ (¢ g/100 mL, solvent). UV spectra were recorded on a JASCO
V-560 UV/VIS spectrophotometer and are reported in wavelengths (nm). Infrared (IR) spectra
were recorded on a JASCO FT-IR 4100 spectrometer and are reported in wavenumbers (cm™).
'H and "*C NMR spectra were recorded on a JEOL JNM-EXC 300 spectrometer (300 MHz) or
on a JEOL INM-ECA 500 spectrometer (500 MHz). '"H NMR data are reported as follows:
chemical shift (6, ppm), integration, multiplicity (s, singlet; d, doublet; t, triplet; q, quartet; m,
multiplet), coupling constants (J) in Hz, assignments. °C NMR data are reported in terms of
chemical shift (6, ppm). EI-MS spectra were recorded on a Shimadzu GCMS QP-5050
instrument. ESI-MS spectra were recorded on a JEOL JMS-T100LC instrument. Mass
spectroscopic data were reported in m/z. JASCO HPLC systems PU-2085, MD-2010, and
CO-2060 were used for the purification of neodesmosine 1.

The carbon numbering on "H NMR of all compounds is corresponding with 1.
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HPLC chromatogram of neodesmosine.

Column: COSMOSIL 5C;5-AR-II (10x250, Manf.No. K52111)
Solvents: MeOH/H,0 = 1/9

Flow rate: 1.5 mL/min

Temperature: 40 °C

Injection volume: 200 pL

Injection concentration: 52.0 mmol/L

Detection: 270 nm (Ap.x of neodesmosine)

Peak of neodesmosine: peak 2 (retention time: 6.5-8.7 min)
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