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1. Experimental section

"H NMR (400 MHz) and '*C NMR (100 MHz) spectra were measured on a Varian Mercury Plus spectrometer.
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trans-(+)- and cis-(+)-1-Methoxyspirobrassinol methyl ether [trans-(+)-4a and cis-(+)-4b] 4 N\72/'SCH3 NYSCH3
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trans-(£)-1-Methoxyspirobrassinol ethyl ether [trans-(+)-7a]
"H NMR spectrum of trans-(x)-7a in CDCl;
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13C NMR spectrum of trans-(x)-7a in CDCls
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cis-(¥)-1-Methoxyspirobrassinol ethyl ether [cis-(£)-7b]

"H NMR spectrum of cis-(£)-7b in CDCl;
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3C NMR spectrum of cis-(£)-7b in CDCl3
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trans-(+)-1-Methoxyspirobrassinol isopropyl ether [trans-(+)-8a]
"H NMR spectrum of trans-(x)-8a in CDCl3
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13C NMR spectrum of trans-(+)-8a in CDCls
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cis-(£)-1-Methoxyspirobrassinol isopropyl ether [cis-(£)-8b] 4 2 N\72/'SCH3

"H NMR spectrum of cis-(£)-8b in CDCl; 'S
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13C NMR spectrum of cis-(£)-8b in CDCl3
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trans-(+)-1-Methoxyspirobrassinol fert-butyl ether [trans-(+)-9a]
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13C NMR spectrum of trans-(£)-9a in CDCls
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N .
cis-(£)-1-Methoxyspirobrassinol zert-butyl ether [cis-(+)-9b] ¢ 3a \72/SCH3
"H NMR spectrum of cis-(£)-9b in CDCl; 1S
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3C NMR spectrum of cis-(£)-9b in CDCl;
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trans-(£)-1-Methoxyspirobrassinol naphth-2-yl ether [trans-(%)-11a] 4 N\72/'SCH3
3a

"H NMR spectrum of trans-(x)-11a in CDCls e
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13C NMR spectrum of trans-(£)-11a in CDCls
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cis-(¥)-1-Methoxyspirobrassinol naphth-2-yl ether [cis-()-11b] 4 N 2- SCH;
"H NMR spectrum of cis-(x)-11b in CDCl; 3a 7/
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13C NMR spectrum of cis-(x)-11b in CDCl;
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1-Acetylbrassinin (23)
"H NMR spectrum of 23 in DMSO-ds
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13C NMR spectrum of 23 in DMSO-ds
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1-Benzoylbrassinin (24) S
'H NMR spectrum of 24 in CDCl3 A N}:rscm
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13C NMR spectrum of 24 in CDCl;
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1-(Methoxycarbonyl)brassinin (25) S
'H NMR spectrum of 25 in CDCly . N>:|~SCH3
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13C NMR spectrum of 25 in CDCl;

— 2000(
- —_ - A A A A A A o ~N N~ [é)]) N -
[(e} (6} w N N ~ w N oo
8 2 & B E\ﬁ} w} o & “ -
PN a o |[© [o8) B [o7] © [o0]
133 © N N ~ [} ©w N w
iy o N LSEYES L
I L
— 1500(
— 1000(
| L
: - 5000
\ L
[
[
| B J I
| - / h —0
\ \ ! \ \
200 150 100 50
ppm (1)

Page S24 9ARKAT-USA, Inc.



"H NMR spectrum of mixture trans-(£)-26a and cis-()-26b in CDCl; 'S
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3C NMR spectrum of mixture trans-(£)-26a and cis-(x)-26b in CDCl;
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N_o: N
trans-(+)- and cis-(+)-1-Benzoylspirobrassinol [trans-(+)-27a and cis-(+)-27b] ¢ \72/SCH3 YSCHS
"H NMR spectrum of mixture trans-(£)-27a and cis-()-27b in CDCl; 3\ 'S .\ 1S
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3C NMR spectrum of mixture trans-(£)-27a and cis-(£)-27b in CDCl;
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trans-(£)-1-Methoxycarbonylspirobrassinol [trans-(+)-28a]

"H NMR spectrum of trans-(x)-28a in CDCl;

NN NNNNNN NNN o ol I R Ny
u N © o o o w N © o
© o a DN S w © - [e2]
m%%%&ﬁ}/p ) A"%m A"%“ ;
\
\ \
\
\
1
\
I
|
\ \ \ \ \
8.0 7.0 6.0 5.0 4.0

ppm (i1)

Page S29

N .
4 2. SCH3
3a \7/

.|IS

3\ 2
7 7a N1 OH
H3C0/g0

trans-(+)-28a

9ARKAT-USA, Inc.



13C NMR spectrum of trans-(£)-28a in CDCls
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cis-(+)-1-Methoxycarbonylspirobrassinol [cis-(+)-28b] 4 N2 SCH,3
'H NMR spectrum of cis-()-28b in CDCl; Q&i& g

3\ 'S
7 7aN] “OH
H,CcO™ O
NNN NN NSNNNSNN o LT N N ¢S I N n
) o) W W |9 oo 3]
— 150C
— 100C
— 500
| L
|
| L
\
Lo
\ \ \ \ \ \
8.0 7.0 6.0 5.0 4.0 3.0

ppm (t1)

Page S31 9ARKAT-USA, Inc.



13C NMR spectrum of cis-(x)-28b in CDCl;
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'"H NMR spectrum of trans-(£)-30a in CDCl;
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'"H NMR spectrum of cis-(£)-30b in CDCl;
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'"H NMR spectrum of trans-()-31a in CDCl;
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'"H NMR spectrum of cis-(£)-31b in CDCl;
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'"H NMR spectrum of trans-(£)-32a in CDCls
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'"H NMR spectrum of cis-(£)-32b in CDCl;
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'"H NMR spectrum of (£)-1
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'"H NMR spectrum of (+)-43
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'H NMR spectrum of (+)-44
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