Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry.

This journal is © The Royal Society of Chemistry 2017

Total synthesis of (—)-aritasone via the ultra-high pressure hetero-Diels-Alder

dimerisation of (-)-pinocarvone.

Maliha Uroos,? Phillip Pitt,* Laurence M. Harwood,? William Lewis,? Alexander J. Blake? and

Christopher J. Hayes?*

aSchool of Chemistry, University of Nottingham, University Park, Nottingham, UK, NG7 2RD

bChemical Sciences Division, University of Reading, Whiteknights, Reading, RG6 6AD

Tel: +44 (0)115 951 3045; Fax: +44 (0)115 951 3564; e-mail: chris.hayes@nottingham.ac.uk

Table of Contents

Page Content

2 H NMR spectrum of 13

3 13C NMR spectrum of 13

4 H NMR spectrum of 17endo
5 13C NMR spectrum of 17endo
6 IH NMR spectrum of 17exo
7 13C NMR spectrum of 17exo
8 H NMR spectrum of 9

9 13C NMR spectrum of 9

10 IH NMR spectrum of 2

11 13C NMR spectrum of 2

12 H NMR spectrum of 1

13 13C NMR spectrum of 1

ESI'1




1230
[ :4;8
5
CDCl3, 400 MHz
13
[
c
|
1’f ‘ﬁ
1.0 1.0 1110  1.21.1 3.22.1
(- = N S [ S 1]
\\H\H\\‘\H\\H\\‘\H\\H\\‘\H\UH\‘\H\\\\H‘\H\U\H‘H\\U\H‘H\\\\\H‘H\\\\\H‘H\\\\H\‘\\\\\\H\‘\H\\\H\‘\\H\H\\‘\\H\\H\‘\\H\H\\‘\\H\H\\‘\H\\H\\‘\H\U\\\‘\\\\\H\‘\H\U\H‘
6.0 5 5.0 45 4.0 35 3.0 2.5 2.0 15 1.0 0.5 0

9.0 8.5 8.0 75 7.0 .
Chemical Shift (ppm)
ESI 2



CDCl3, 100 MHz

13

WWWWWWWWWWMWWWMW

216 208 200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0
Chemical Shift (ppm)
ESI 3



/|
(‘/
CDCI3, 400MHz _
17endo \(
[ r
J
vJ |
|
/
|
| |
1.0 4.0 4.0 4.5 6.1 7.8 1.0
| ! || J S | S R
\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘
7.0 6.5 6.0 55 5.0 45 4.0 35 3.0 25 2.0 1.5 1.0 0.5 0
Chemical Shift (ppm)

75

ESI 4



CDCl3, 100MHz
17endo

e

-

o

i U

220

210

200

190

180

170

160

150

140

130

120 110
Chemical Shift (ppm)

100

90

80

70 60 50 40 30

20

0

ESI5



CDCl3, 400MHz
17exo

/
/ /
K
_ /
1.0 5.0 52 152 121.0
[ Il [E— ) —
\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\\\‘\\\\\\\
6.5 6.0 55 5.0 45 4.0 3.5 3.0 25 2.0 1.5 1.0 0.5
Chemical Shift (ppm)

7.5

7.0

ESI 6



CDCls, 100MHz

17exo0

—

210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
Chemical Shift (ppm)
ESI7



CDCls, 400MHz
9

0
=

3.1 3.0
[

1.0

MJL_

55

Chemical Shift (ppm)

ESI 8



CDCl3, 100MHz
9

bbbl bl L L ki " Ll " T dadis " AL " ol Lad m ”J

176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0
Chemical Shift (ppm)

ESI9



CDCly, 400MHz
2

| P

3.0 1.0 1.0 4.2 3.1
e - [ ==
T oroTT ‘ TT T T T TTrTT ‘

J J
1.0 1.0
[— [
L L A L L L L L I L I L B A

7.5

45 4.0 3.5 3.0 25 20 1.5 1.0 0.5 0

7.0 6.5 6.0 55 5.0
Chemical Shift (ppm)
ESI 10



CDCl3, 100MHz
2

200 192 184 176 168 160 152 144 136 128 120 112 104
Chemical Shift (ppm)

ESI 11



CDCl3, 400MHz
Aritasone (1)
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