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(@)

101 2in CHCls

(r = 0.244)

101

[$))
1

m
15

1% ' 1% g
(©  2incHcl, (d) FinTHE | 8

(@ = 0.007) (@ = 0.005) §

5 5 5
2

0 N 0 =3
10 T T T T t 10 T T T T Y g\)
(e) 2’ in CHCla-TsOH (f) FinTHE- |2

(®F = 0.064)

0 W, 0 5 ‘\
300 = 500 700 900 300 =~ 500 700 900
Wavelength / nm
Scheme 3. Reduction of TAP N-oxide 2°
PCl,
B toluene n 5 min B N Bu
[y )
HN PhyP, hv (700 nm) B;N HN
tol t,2h N Va
oluene, i
N 95% NHo N
Bu—X\ \N /" Bu By—\ SN Va:T
62 EtN, hv (700 nm)
2’ toluene, rt, 24 h 2

TRIMEL R 7 ZRETR & DFERE i%ﬁ?éﬁ*#@?%ﬁﬂﬁ?é ENTET,

3) N-FIEZJWEY D=L
B Y D ATRRI ) DREE T E TR A S
NBH~T OHFRTH D, IE, BRFTIC sp” 1%
ENFES LY Vo LA EAT D o RN
HEHENTWDR BIxIE, AFA T 757
=2V R), T ICAES TR, T
n A% 0)%% FUZ, BRTMERD ATRETR T L
:/1/%7%%0 N-TAF=E Y = 4) &
WHZ L EFR LI N-TAF= LB Y D=0 A (4)
DOAERITE < XA BN TEIARIEITREFIN
72, BUTVHERIATHDLT 7 U TORFIHE
SIDDHRTHD Y, 2T, MIRTA¥=l
RETHDLT X LI —F 2 5) ITEHL, BV
D URMDEEHREANT v HEE - & ORIGE R
L7z,
Trimethylsilylethynyl-A’-iodane 5a 35 2 % ethynyl-

-
N —

Scheme 4. Synthesis of N-alkynyl pyridinium salts

) R—=—1-OTf %o
TN Ph TN __
fN | ——R
N 5a: R =TMS N
5b:R=H 4
o P Sory oTt
/& __ =@ __ /@
Ph— N—=—R \ N—=R N N—=—Tms
88% (92%.)7 (R = TMS) 62% (92%)3¢ (R = TMS) 43% (81%)2
57% (69%)? (R =H) 72% (85%)° (R =H)
ot ®OTf Ph ot
—/\® —/\® NA®
MeN—\ N—=—TMS MeO N ™S g/N ™S
94% (quant.)? 50% (80%)2 38% (50%)2
S S
Ph \ /
Ph  79% (90%)P 71% (77%)°
"Bu/@\\ O\’Bu
o
= @ = || oTf
N N—=—H Wi H

Ph  55% (66%)>9 51% (71%)? H 799 (89%)b7

Isolated yields. NMR yields in parentheses. Conditions: @ pyridine 1.1 eq.,
iodane 1 eq., CICH,CH,Cl, 30 °C, 16 h; ®pyridine 1 eq., iodane 1 eq.,
CH,Cl,, ~78 °C to rt, 12 h; ©run at 85 °C; 9 run in MeCN at —40 °C to rt.
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