THF, -5 °C
ii. Cbz-Cl

iii. 2 M aq. HCI (96%)
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OMe i 7n AcOH 40 °C
N ii. PdIC, Hy (91%)
| >

N

. o
l.
Br)j\/Br
K3POy4, DCM, 0 °C
ii. TSHNNHTs, TMG (76%)

DCM (0.01 M), 0°C (55%)

4. Rhy(OAc), (1 mol%), 4 A MS,

L
Y

8. CI"O3’ H2804,
Me,CO, (52%)

9. HBr (48 Wt% in H,0),
100 °C (67%, d.r. 1:1.4)

TMG: 1,1,3,3-tetramethylguanidine

1,2-DCB: 1,2-dichlorobenzene

A
|\ J
\ (
7i. LiAIH4, THF,
0to70°C
ii. Raney Nickel, H50,
0to 70 °C (64%)
C
J .
(o)
10 CI)I\H/OMe
o
( )  DMAP, NEts, DCM,
0 °C to rt (85%)
11. Bu3SnH, AIBN,
PhH, 80°C (57%)
.

E

.

5i. 1,2-DCB (0.025 M),
250 °C uW, 5 min

B

J/

only (R)-epimer used further

. J

5ii. H,, Pd/C, EtOAC
iii. BusNBHy, 0 °C (89%)

S\(S
S 1 (10 mol%),
400 nm LED, DCM,
(55%, 77% brsm)

name of the reaction
in step 6.7

hint: two pericyclic

reactions in 5i.

Me

What are possible reagents that
reverse the transformation of step 6.7

(x)-daphenylline



enantioselective version:

A

‘% ZnCl

[Rh(C,H,)Cll, (5 mol%),
(S,S)-Ph-BPE (11 mol%),
THF, (60%, 99% ee)

N

-
-

B. LIHMDS, MeOTf, THF,
—78 10 0 °C (36%)
c. Hp, Pd/C, AcOH (75%)

(S,S)-Ph-BPE

-
L




