E144: Total Synthesis of (-)-TAN-2483B

1
OH
O ~OH l,, acetone, rt.
HO" OH 85% o><o
OH Me" Me
Org. Lett. 1999, 1, 1295.
p-Mannose
T TS T T ’ -N
i OH OH 1 : (0]
' H ' N !
: O N =g
¢ HO | I
| ! O
' OH OH :
alternative open form A
9
A, LIHMDS,

10

DMF, -50 °C.

Julia-Kocienski reaction

KF, 18-C-6,

THF, "H,O", rt.

30% (3 steps)

11

HgSO4, H2504,
THF 1t

83%

2
DMAP, TsClI 72
, TsCl, Me
EtN3, DCM, rt. Mé
60%

3

Me Me

Org. Lett. 1999, 1, 1295.

8
NalO,

THF, rt.

TMS pH 7 (PO,)* Buffer,

12

NaBH,,
MeOH, -78 °C.

Na, Napthalene
THF, 0 -

23°C.  Me

HO

Org. Lett. 1999, 1, 1295.

22 % TFA, ACN / H20 47 %
O0°Ctort.
93%
13

Pd(OAc),, XantPhos,
TBAI, Na,COj3, NEts,
CO, Dioxane, 80°C.

50% (2 steps)

Pd-catalyzed carbonylative

lactonization

4

p-MeBnBr,
NaH, TBAI
_THF

73 %
(2 steps)

(1) cyclopropanation
(2) in situ ring expansion

Me%kﬁ (3) S by OAc anion

MBnO

CH3B|’, K2C03,
18-C-6,TBAI, NaOAc,
60 - 125 °C.

42% (2 steps)
(7:3 mixture of anomers)

6

Bis(TMS)acetylene,
SnCl,, DCM,
-78t0 -50 °C.

Alkynilazion (Isobe et al.)

14

DDQ, DCM, rt.

65%

(-)-TAN-2483B

%

XXX University

/XN of Basel

Sparr Group Seminar
09t December 2020
Daniel Moser



E144: Total Synthesis of 4B-Acetoxyprobotryane-98,15a-diol
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