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Sn compound is softer acid than S: compound
Activation methods
A bis-Tributyltin oxide

/

{:[0" (Bu3Sn),0 [Io\s"_/_ O—Sn;-
—_— N ——

OH 0 4

0--Sn -
N
H
B Dibutyltin oxide
OH Bu,SnO MeOH oL
—————— Sn
oH (BusSn(OMe); ) o
O Dimeric structure
2 { Bipyramidal but sometimes octahedral
O"—Sﬂ\
l1 Apical bond is the most reactive?
Sn—0
” ] Presence of a group which 1s possible to co-ordinate to Sn?
0

2 Solvent Co-ordinating or non-coordinating?
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4-1 Acylation (R-Ol - R-OCOR )

H H 0Bz
"%o (o] 1 BuaSnO MeOH HO Q 1 (Bu;Sn)zo HO o]
~—————— "Ho T HO
HO OMe 2 BzCi dioxane 820 ome 2 B8z2Ci dioxane HO Oome
Me a-D Gic 76% 59%
H Bz
o] o]
HOo OMe - HOT OMe 88% ]
HO HO o_in,

Mep D-Glc
o\
¢ ] o
“?‘lmom _______’_Bl HO OMe 78%

HO HO
Me$ D Xyt
OMe

—~0 ,‘A ]
P ot > Phor=®
o MeO—Sn~ * W ©
Y Tsuda M E Haque K Yoshimoto Chem Pharm Bull 31 1612 (1983)
4-2 Alkylation (Selective Protection) (R-OH — R-O-R )
BuLSO _PhcH,Br ho Ho
oMe 22" RO OMe
MeOH CHQOCI'hCI HO

MeBDGal  [CHy PRCHaBr CHy=CH CHiBI CHsOCH,Cl |

M E Haque T Kikuch: K Yoshimoto Y Tsuda Chem Pharm Bull 33 2243 (1985)

4-3 Thioacylation-Deoxygenation (R-OH —» R-H)

1 Bu;Sno 1 acetylation H
_MeOH 2BusSIH o o
HO
aBN
0 Ome 2 cncsopn Svte

PhO- c OMe 3 hydrolysis

HO OH s} H H
o (o} P(OEt) o
HO ~— 0 0 LN
a
HO OMe HO

Ho OMe OMe
BuySnH H HO H
AIBN o o
HO +
HO ome HO ome
4-deoxy 3 deoxy

M E Haque T Kikuchi K Kanemitsui Y Tsuda Chem Pharm Bull 35 1016 (1987)



4-6 Oxidation (R-OH — R=0)

A b m Dhsis (adl tylst 5l deiv i e

1]
{ %Low Bu,Sn0 l 5 nar oH
Sn UZT ’ Sn8u28r~«——- + Bu,SnBr,

B leminlyss 1 ¢ ibutylss de i tie

(Bu,Sn) ,0
{>_ Ilu’ snozu {>—O—SnBu3 — ,XU\SPBUJ >=0 + BuSnBr + HBr

Oxidation of a Hydioxyl Gro p ia Tin Intermediates

rules
Li| ais(1,2) glycol anomeric
Ho” S:“zol control control
HO OMe
OH axial OH 1s ~ alax) C-4
oxidized fleq) C3
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Y Tsuda M Hanajima N Matsuhira Y Okuno h Kanemitsu Chem Pharm Bull 37
2344 (1989)

§-7 Oxidation-Reductive aminaion (R~OH ->» R-NH;)
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Amino-glycosides from Gly 4 3 (General Sche ne)

Nojirimycin

Ho HO: HO

o MeO~—N HN oH OH
° . i )
H A AT " "o SOH™TT o
HO

2 ﬂ 23 }k 12 }& 2% 21

-]
[-]

Y Tsuda Y Okuno M Twaki K Kanemitsu Chem Pharm Bull 37 2673 (1989)



