Triflic acid-mediated rearrangements of 3-methoxy-8-oxabicyclo[3.2.1]octa-3,6-dien-2-
ones: Synthesis of methoxytropolones and furans
Yvonne D. Williams,™* Christine Meck,”* Noushad Mohd," and Ryan P. Murelli’"**

"Department of Chemistry, Brooklyn College,The City University of New York, 2900 Bedford Avenue,
Brooklyn College 11210

*Department of Chemistry, The Graduate Center, The City University of New York, 365 Fifth Avenue, New
York, NY 10016

Supporting Information

Table of Contents

3-methoxy-8-oxabicyclo[3.2.1]octa-3,6-dien-2-ones

6-(4-bromophenyl)-3-methoxy-5-methyl-8-oxabicyclo[3.2.1]octa-3,6-dien-2-one (4f)............cccovvviiiiiniinnnn. s-2
5-(chloromethyl)-3-methoxy-6-phenyl-8-oxabicyclo[3.2.1]octa-3,6-dien-2-0ne (4g)........o.ovverirrineininniennennn, s-3
dimethyl 3-methoxy-4-ox0-8-oxabicyclo[3.2.1]octa-2,6-diene-6,7-dicarboxylate (4i).............ccoevviiiiniinnnnn s-4
methoxytropolones

2-hydroxy-7-methoxy-5-methyl-4-phenylcyclohepta-2,4,6-trienone (6a)...............coooieiiiiiiiiiiiiniiiinenne s-5
2-hydroxy-7-methoxy-5-methyl-4-(4-nitrophenyl)cyclohepta-2,4,6-trienone (6b)..............coooeiiiiiiiiiiiiin... s-6
ethyl 6-hydroxy-4-methoxy-2-methyl-5-oxocyclohepta-1,3,6-trienecarboxylate (6€)............cccoevviiiiiiiiiinan. s-6
4-benzoyl-2-hydroxy-7-methoxy-5-methylcyclohepta-2,4,6-trienone (6d)..............ccoeviiiiiiiiiiiiiiiiiiin, s-7
ethyl 6-hydroxy-4-methoxy-2,7-dimethyl-5-oxocyclohepta-1,3,6-trienecarboxylate (6€)...............cceevuenereieent. s-7
4-(4-bromophenyl)-2-hydroxy-7-methoxy-5-methylcyclohepta-2,4,6-trienone (6f).............ccoceovviiiiiiiininiinnn. s-8
HMBC and HSQC Spectra and ASSIGRIMERL. . ..............ouuueii e et et e aee e s-9
4-(chloromethyl)-7-hydroxy-2-methoxy-5-phenylcyclohepta-2,4,6-trienone (6g).............cocoevereieininininin.. s-10
modifications of halogenated methoxytropolones
4-([1,1'-biphenyl]-4-yl)-2-hydroxy-7-methoxy-5-methylcyclohepta-2,4,6-trienone (7) ..........cccoveieiiiiiinnnnn. s-11
4-([1,1'-biphenyl]-4-yl)-2,7-dihydroxy-5-methylcyclohepta-2,4,6-trien-1-one (8)...........ccoevvinienineennieen.s-11
(4-hydroxy-6-methoxy-5-oxo-2-phenylcyclohepta-1,3,6-trien-1-yl)methyl acetate (9) ................oooiiiinin s-12
4-(azidomethyl)-7-hydroxy-2-methoxy-5-phenylcyclohepta-2.4,6-trien-1-one (10)... treereneneneen 813
2-hydroxy-7-methoxy-4-phenyl-5-((4-phenyl-1H-1,2,3-triazol-1 yl)methyl)cyclohepta—2 4 6- trlen 1 one (11)....s-14
furans

dimethyl 2-methylfuran-3,4-dicarboxylate (12h)..........coooiiiiiii e s-15
dimethyl furan-3,4-dicarboxylate (120) .........ooieiieii e s-15

s-1



"H NMR spectra for 4f 1000

OMe
O

800

Me 600

O 4f 400

200

Br 1 A B

105 100 95 9.0 8.5 8.0 7.5 7.0 65 6.0 55 4.5 4.0 35 3.0 25 2.0 15 1.0 05 00 -05 -10

5.0
f1 (ppm)

[ 2E+0S
C NMR spectra for 4f (CD;CN/CDCl;) [iesos
[~ 1E+0S
[~ 1E+0S
- 1E+0S
[~ 1E+ 0S
[- 20000
- 80000
[~ 70000
[- 60000
[-S0000
[~ 40000
[~ 30000

[~ 20000

) 1 1 l L] | | ::“““0

[~ -10000

T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 20 80 70 60 50 40 30 20 10 o -10

-2




'H NMR spectra for 4g

OMe
O

Cl

Ph 49

J L

1000
900
800
700
600
500

400

r-100

~-200

11.0 105 100 95 9.0 8.5

7.0

6.5

6.0

5.5

T T T T T T T T T T T
5.0 4.5 4.0 35 3.0 25 2.0 1.5 1.0 0.5 00 -05
f1 (ppm)

-1.0

C NMR spectra for 4g

[ SE+05

r4E+05

r3E+05

r2E+05

r1E+05

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)




'"H NMR spectra for 4i

OMe
O

MeO,C CO,Me
4i

1200

1000

800

600

400

200

-200

105 100 95 9.0

55

5.0
f1 (ppm)

0.0

-0.5

-1.0

>C NMR spectra for 4i

T T T

5000

4000

3000

2000

[~ 1000

-1000

210 200 190 180

120

T T T T T T T T T

110 100 90 80 70 60 50 40 30
f1 (ppm)

10

-2000




'"H NMR spectra for 6a

OMe 1000
o]

Me OH

v,
6a

105 100 95 9.0 8.5 8.0 7.5 7.0 65 6.0 5! 4.0 35 3.0 25 2.0 15 1.0 05 00 -05 -10

5 5.0 4.5
f1 (ppm)

45000
3C NMR spectra for 6a
-40000
35000
-30000
25000
-20000
15000

10000

5000

e VR SOV L . NS SR S M———

-5000

T 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 -10
f1 (ppm)




1
H NMR spectra for 6b L 150
OMe
0
Me OH L 100
O,N
2% 6b Fso
(N J Lo
T T T T T T T T T T T T T T T T T T T T T T T T 1
1.0 105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 00 -05 -L0
f1 (ppm)
1
H NMR spectra for 6¢ 800
OMe 700
0
600
OH
Me 500
Et0,C
6c 400
300
200
Fo
F-100
T T T T T T T T T T T T T T T T T T T T T T T T 1
1.0 105 100 95 90 85 80 75 70 65 60 5 50 45 40 35 30 25 20 15 1.0 05 00 -05 -L0
f1 (ppm)
20000
3C NMR spectra for 6¢
15000
10000
5000
I ] \ | !
) o 1 l l A Lo
--5000
T 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 0 8 70 6 50 40 30 20 10 0 -10

100
f1 (ppm)




'"H NMR spectra for 6d
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