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1.*H- and**C-NMR spectra of compound§-19, 21, 23a-b, 25a-e, 27-34d, 37
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2. Structural assignments of photocycloadditiordpiis?, 4, 26-29, 32a-b, 33, 34a,c,c
Double ended arrows indicate NOE contacts

3.85 (dd, 2J=8.9 Hz, 3J = 8.0 Hz)

H 4.12\(virt. t, 23 =3J = ca. 8.9 Hz)

H’ 2.51-2.58 (m) for experimental details and analytical

) data, see: Hehn, J. P.; Herdtweck, E.;

HaG
1.27 (s)

H _3.04 (virt. t, 3J = ca. 9.3 Hz) Bach, T.Org. Lett. 2011, 13, 1892-1895.

H 4.18\(virt. t, 23 =3J = ca. 9.0 Hz)

H 254-264(m) for experimental details and analytical

HO
) data, see: Hehn, J. P.; Herdtweck, E.;

H _3.08 (virt. t, 3J = ca. 9.8 Hz)

Bach, T.Org. Lett. 2011, 13, 1892-1895.

H 4.16\(virt. t, 23 = 3J = ca. 8.9 Hz)

H 2.52-2.60 (m)

)

H _3.05 (virt. t, 3J = 9.6 Hz)

S| 26



H 4.27\(virt. t, 23 =3J = ca. 9.4 Hz)

H 2.64-2.72 (m)
NC

H _3.17 (dd, 3J = 10.2 Hz, 8.8 Hz)

27—
N 3.83(d, “J=12.2 Hz)
1.89-2.01 H H 4.04 (ddd, 23=12.2Hz, 6.2 Hz, 1.7 Hz)

(m) : M
: ‘\ for experimental details and analytical

H 2.64-2.69 (m)
data, see: Hehn, J. P.; Herdtweck, E.;

PN / o Bach, T.Org. Lett. 2011, 13, 1892-1895.
1.35 HsC,, N //—“ H*“ 2.92 (virt. t, °J = ca. 5.1 Hz)
O IS
HsC o
R = COOMe (4)
. 383( 2)=12.1Hz)
1.89-2.01 H H 4.1 (ddd, 2J =12.1 Hz, 6.1 Hz, 1.5 Hz)
(m) » H ‘\
H 2.63-2.68 (m)
PN g
1.33 HiC,, 2.86 (virt. t, °J = ca. 5.1 Hz)
() T,

HsC o~ .
2.27 (virt. t, 3J = ca. 4.8 Hz)
R = COOt-Bu (29)

S| 27



. 382(d, 2)=12.2 Hz)

1.92-2.01 H H  4.01(ddd, 2) =12.2 Hz, 6.2 Hz, 1.7 Hz)
(m)

VY
411 H, ~ H///—“ H*"2.92 (virt. t, %) = ca. 5.1 Hz)
(d,23 = 8.7 H) ’
' 0
H /o

2.26
(virt. t, 3J = ca. 5.5 Hz)

R = COOMe (30)

H il%(virt. t,2J=3)=ca. 9.6 Hz)

H 2.61-2.74 (m)

)

H _2.89 (dd, 3J = 10.1 Hz, 8.9 Hz)

S

i 4.37 (d, 21=906 Hz)

S| 28



4.01 (ddd, 33 = 11.3 Hz, 23 = 9.1 Hz, 3) = 5.6 Hz)

1.52 (dd, H
2)=12.9Hz,
3)=6.8 Hz)

H

H 4.25 (virt. t, 23 =3J =ca. 9.0 Hz)

16.1
HaC

2.32 (dd,

2)=129Hz, __°

3J=85Hz) H 3.04 (virt. g, 3J = ca. 7.5 Hz)

2
------------ CH; 1.32(s)

CHz 1.32(s)

Characteristic HMBC signals for compou82h:
Cl<C7H
C2< C7H
C5-CH3 does not couple with CH-
C4 does not couple with CH-
C5-CH3 <~ C6H;
C4 — C6H;
C6 <> C5-CH3
C7 does not couple with C5HG

SI129



3.93 (ddd, 2J = 9.2 Hz, 3J = 10.6 Hz, 6.6 Hz)

H H 4.12)\(virt. td, 23 =3J = ca. 9.0 Hz, 3J = 2.1 Hz)
1.04 (s)

1.66 (ddd, 2J = 13.3 Hz, 3J = 10.6 Hz, 8.9 Hz)

* CH; 1.30/1.32 (s)

------------ CH3%1.30/1.32 (s)

Characteristic HMBC signals for compou82b:
Cl< C7-CH;
C1 does not couple with C6HG"
C1 does not couple with C6HG"

C5 < C6-CH3"
C5 < C6-CH3"
C5 does not couple with C7+G"

S130



2.23 (ddd, 2J = 13.0 Hz, 3J = 10.0 Hz, 9.1 Hz)

4.00-4.09
(m)

By
C™
2.07 H

(ddd, 2J = 13.0 Hz,

3)=8.4 Hz, 2.5 Hz) CHgP 1.09 (s)

CH3% . 1.37 (s)

............ CHSUJ 1.49 (s)

CH3P
33 1.65 (s)

Characteristic HMBC signals for compou8gt
Cl < C10-CH3"
Cl < C10-CHJ°
C1 does not couple with C6FHG

C5 < C6-CH3

C5 does not couple with C10HG*
C5 does not couple with C10HG*
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4.13-4.24 (m)
2.49 (dd, H

232133 Hz, H 4.13-4.24 (m)

H 1.78-1.92 (m)

2.29 (dd,
2J=133Hz, _
%) =8.6 Hz) H3.15 (virt. g, 3J = ca. 7.5 Hz)

.8
------------ CH3 1.34(s)

34a

Characteristic HMBC signals for compoud4t:
C2< C7H
C2 does not couple with Cig-

C4 < C6H;
C4 does not couple with CH-
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4.02 (ddd, 23 = 9.2 Hz, 3J = 10.6 Hz, 6.4 Hz)

H H 4.18) (virt. td, 2J = 3] = ca. 8.9 Hz, 3] = 1.8 Hz)
1.29 (s)
CHgP

H 1.86 (dd virt. t, 2J = 13.6 Hz,
3J=10.6 Hz, 3J = ca. 8.9 Hz)

“H 2.75(d,3=8.9 Hz)

(' CHa® 135 (s)

Characteristic HMBC signals for compouBdt:
Cl< C7H
C2< C7H
C4 does not couple with CH-

C5 < C6-CH3"
C5 <> C6-CH4’
C1 does not couple with C6HG"
C1 does not couple with C6HG"
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4.17-4.27 (m)

H H 4.17-4.27 (m)
2.05-2.13
2.87 (virt. t, (m H_

3J=ca.82Hz) Hee A H 2.05-2.13 (m)

..... inCHg  1.41 (s)

CHz 1.41(s)

34d

Characteristic HMBC signals for compou4ti:
C2+ C1H
C2 does not couple with C8-
C2 does not couple with C9-

C6 — C8H
C6 <~ CO9H

C3< C1H

C5 does not couple with CH-
C6 does not couple with CH-
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