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1. MATERIALS AND METHODS

General Methods and Instruments. NMR spectra were either recorded on a Varian Mercury Plus 300
(300.8 MHz), Varian Mercury Plus 400 (399.95 MHz), or a Bruker Avance Ill HD (400.13 MHz)
spectrometer (Varian/Agilent Technologies Inc., Santa Clara, CA, USA; Bruker Corp., Billerica, MA, USA).
All signals were referenced to the respective solvent signals reported in the literature®. All coupling
constants J refer to hydrogen—hydrogen interactions unless stated otherwise. The final products (+)-
TD-D; 3a and (%)-TD 3b were analyzed using an Agilent Technologies 6890N Network GC System
connected to an Agilent Technologies 5973N Network Mass Selective Detector (Agilent Technologies
Inc., Santa Clara, CA, USA). Separation was performed with a SGE Analytical Science column (50 m x
0.22 mm, ID BPX5 x 0.25 um, Trajan Scientific, Ridgewood, Victoria, Australia). The diastereomeric
ratio of the final products was determined by comparison of the integrals of the vinylic protons of the
endocyclic double bond.



2. ANALYTICAL DATA
1H- and 3C-NMR spectra of all isolated compounds

(2-methylcyclopent-1-en-1-yl) methanol (7)
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ethyl 2-(1-methyl-2-methylenecyclopentyl) propanoate (5)
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2-methyl-2-(1-methyl-2-methylenecyclopentyl) pent-4-enal-3,3,4,5,5-d; (8a)
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2-methyl-2-(1-methyl-2-methylenecyclopentyl) pent-4-enal (8b)
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4-methyl-4-(1-methyl-2-methylenecyclopentyl) hept-6-enenitrile-5,5,6,7,7-d: (9a)
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4-methyl-4-(1-methyl-2-methylenecyclopentyl) hept-6-enenitrile (9b)
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5-methyl-5-(1-methyl-2-methylenecyclopentyl) oct-7-en-2-one-6,6,7,8,8-ds (4a)
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5-methyl-5-(1-methyl-2-methylenecyclopentyl) oct-7-en-2-one (4b)

850

800
750
LTDD

650

600

550

+500
+350

450
400

300

250

200

150

100

-50

o

El(s)
0jss

D [dd
107

I {m)
141

H (m)
1.94

Fls)
2f12

08

161]

Ge'5

G (m)
2.44

A(m)

5.88

Foor
M‘ 60 E

%an.:

|20

4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

f1 (ppm)

4.5

5.0

18000

17000

16000

15000

14000

+13000

+12000

+11000

+10000

9000

+8000

7000

6000

5000

4000

3000

2000

1000

BBl
FEZ
reZ—
E6Z~
zoe”
5.8

f.%M
E0FF
Lor

£l

g5

LL0l=

SOl

oiEl—

209 —

L602—

40

70

130

T
190

T
200

T
210

f1 (ppm)

10



17000
16000

14000
13000
12000
11000
10000

9000

8000
+=7000
6000
+5000
4000
+3000
2000
+1000

o

1000

+10000

3000
8000
7000
6000
+5000
4000
3000
2000
1000
Ho

1,4-dimethyl-4-(1-methyl-2-methylenecyclopentyl) cyclohex-1-ene-2,3,3-d; ((#)-trichodien-D; 3a)
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1,4-dimethyl-4-(1-methyl-2-methylenecyclopentyl) cyclohex-1-ene (()-trichodien 3b)
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GC-EI-MS Analysis of TD-D; 3a and TD 3b

1,4-dimethyl-4-(1-methyl-2-methylenecyclopentyl) cyclohex-1-ene-2,3,3-d; ((+)-trichodiene-Ds 3a)
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1,4-dimethyl-4-(1-methyl-2-methylenecyclopentyl) cyclohex-1-ene (()-trichodiene 3b)
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Diastereomeric ratio of TD-D3; 3a and TD 3b

1,4-dimethyl-4-(1-methyl-2-methylenecyclopentyl) cyclohex-1-ene-2,3,3-d; ((+)-trichodiene-D; 3a)
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1,4-dimethyl-4-(1-methyl-2-methylenecyclopentyl) cyclohex-1-ene (()-trichodiene 3b)
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