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Scheme 3 Heck Reaction with Catalyst 7
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D. P. Curran, in The Handbook of Fluorous Chemistry] Eds. : J. A. Gladysz, D. P. Curran, I. T. Horvath(, Wiley-VCH, Weinheim, pp. 128-561 2004[.
D. P. Curran, in The Handbook of Fluorous Chemigtry] Eds. : J. A. Gladysz, D. P. Curran, I. T. Horvath[J, Wiley-VCH, Weinheim, pp. 101-271 20040,
See product application note ” Fluorous Solid Phase Extractior] F-SPEI" at http://fluorous.com/download.html
C. Palomo, J. M. Aizpurua, |. Loinaz, M. J. Fernandez-Berridi, L. lrusta : Org. Lett, 3, 2361-23641 2001
alM. W. Markowicz, R. Dembinski : Synthesis 801 20041
b[Fluorous CDMT is available from FTI. Cat. No. F026171.
6.  Fluorous pyridinium salt is available from FTI. Cat. No. F019099.
7. al’S. Dandapani, D. P. Curran : J. Org. Chem, 69, 87511 2004
b[Both reagents are available from FTI. Cat. No. F-DIAD, F026100 ; F17-TPP, F017039. cOFor short review on fluorous Mitsunobu reactions,
see : R. Dembinski, Approaches to the Fluorous Mitsunobu Reaction. In Handbook of Fluorous Chemistry] Eds. ; J. A. Gladysz, D. P. Curran, I.
T. HorvathCWiley-VCH, Weinheim, Germany, pp. 190-202] 2004L.
8. all. A Gladysz, R. C. da Costa : Strategies for the Recovery of Fluorous Catalysts and Reagents : Design and Evaluation. In Handbook of
Fluorous Chemigtry! Eds. ; J. A. Gladysz, D. P. Curran, I. T. HorvathCOWiley-VCH, Weinheim, Germany, pp. 24-400 20041
bS. Schneider, C. C. Tzschucke, W. Bannwarth : Metal Catalyzed Carbon-Carbon Bond Forming Reactions in Fluorous Biphasic Systems. In
Handbook of Fluorous Chemistry] Eds. ; J. A. Gladysz, D. P. Curran, |. T. HorvathOWiley-VCH , Weinheim, Germany, pp. 257-2721 200401
9. alS. Schneider, W. Bannwarth : Angew. Chem. Int. Ed, 39, 41421 2000C.
b F-TPP2PdCI2 is available from FTI. Cat. No. F037092.
10. D. P. Curran, K. Fischer, G. Moura-Letts : Synlett, 13791 2004
11.  C. Rocaboy, J. A. Gladysz : Org. Lett,, 4, 19937 2002[1
12. M. Matsugi, D. P. Curran : J. Org. Chem, 2005, in press.
13. alW. Zhang : Fluorous Protecting Groups and Tags. In Handbook of Fluorous Chemistryl Eds. ; J. A. Gladysz, D. P. Curran, I. T. Horvath)
Wiley-VCH, Weinheim, Germany, pp. 222-235] 20040,
b[D. P. Curran, Light Fluorous Chemistry — A User' s Guide. In Handbook of Fluorous Chemistry] Eds. ; J. A Gladysz, D. P. Curran, I. T.
Horvath) Wiley-VCH, Weinheim, Germany, pp. 128-15%1 20041,
14. alZ. Luo, J. Williams, R. W. Read, D. P. Curran : J. Org. Chem, 66, 42611 2001,
b[F17-Boc-ON is available from FTI. Cat. No. F017003.
15. a[D. P. Curran, M. Amatore, D. Guthrie, M. Cmapbell, E. Go : J. Org. Chem, 68, 46431 2003[1
bOF17-Cbz-OSu is available from FTI. Cat. No. F017008,
16. a[Z. Luo, Q. Zhang, Y. Oderatoshi, D. P. Curran : Science, 291, 17661 20011,
bCW. Zhang, Z. Luo, CH.-T. Chen, D. P. Curran : J. Am. Chem. Soc, 124, 104431 2002
clF17-TIPS is available from FTI. Cat. No. FO17004.
17.  C. W. Lindsley, W. H. Leister : Fluorous Scavengers. In Handbook of Fluorous Chemistry] Eds. ; J. A. Gladysz, D. P. Curran, I. T. Horvath)
Wiley-VCH ; Weinheim, Germany, pp. 236-246] 2004,
18. allC. W. Lindsley, Z. Zhao, W. H. Leister, K. A. Strauss : Tetrahedron Lett, 43, 42251 2002[]
bCW. Zhang, D. P. Curran, C. H. -T. Chen : Tetrahedron, 58, 3871] 2002,
cCFluorous thiol is available from FTI. Cat. No. F017023.
19. alW. Zhang, C. H. -T. Chen, T. Nagashima : Tetrahedron Lett., 44, 20651 2003[]
bFluorous isocyanate is available from FTI. Cat. No. F017032.
20.  Fluorous TMT is available from FTI. Cat. No. XP017161.
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00O No. ooooooo ooooooo ooo 00000000g
583-79751 801-0027S FluoroFlash® SPE Cartridges, 2 grams, 8 cc tube - Flanged 50 17,800
200 69,000
586-79741 801-0027FL FluoroFlash® SPE Cartridges, 2 grams, 8 cc tube - Flangeless 200 67,700
0O 801-0027RL FluoroFlash® SPE Cartridges, 2 grams, 8 cc tube - Rimless 200 69,000
586-79763 801-0058S FluoroFlash® SPE Cartridges, 5 grams, 10 cc tube 20 28,600
100 75,000
587-79771 801-0109S FluoroFlash® SPE Cartridges, 10 grams, 60 cc tube 10 19,300
50 75,000
584-79781 801-0209B FluoroFlash® SPE Cartridges, 20 grams, 60 cc tube 20 67,700
50 120,000
AT TNy e A AN CAAARAANNCTT YN
00 0O No. gooooooo ooooooo ooo 0000oooooo
O F017003 2-[2-(1H,1H,2H,2H-Perfluorodecyl)isopropoxycarbonyloxyimino]-2- 29 13,000
phenylacetonitrile (Rf=C8F17) = A_h _:_ i= ] 109 50,000
[ I = I = S
L]
] F017008 N-[4-(1H,1H,2H,2H-Perfluorodecyl)benzyloxycarbonyloxy]succinimide 1g 12,500
(Rf=C8F17) 0 %5\ 10g 87,000
\:v oo o
R T
O F017004 Diisopropyl-(1H,1H,2H,2H-perfluorodecyl)silane (Rf=CsgF17) 29 8,100
Rt—. 109 31,000
—siH(
O F017023 1H,1H,2H,2H-Perfluorodecane-1-thiol (Rf=C8F17) 29 6,500
s 109 25,000
O F017032 2-(Perfluorooctyl)ethyl isocyanate (Rf=C8F17) 19 14,000
s 29 25,000
O F019099 2-Chloro-1-[4-(1H,1H,2H,2H-perfluoro-9-methyldecyl)benzyl]pyridinium 10g 90,000
hexafluorophosphate (Y
“r\:a'\CI PF,
R \\‘L S
PN NG
afalale
00 0 No. goooooo ooo ooo ooooooooo
001-00030 Wakopak® Fluofix 120N 4.6mmi.d.x 150mm 10 55,000
001-00030 Wakopak® Fluofix 120E 4.6mmi.d.x 150mm 10 55,000
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CAS No.
F-PLUS B3000 N-Fluoro-2,4,6-trimethylpyridinium tetrafluoroboratel
0ooo0oDoFP-B3000O 300-06931 10g 10,000
0 CsH11FNO BF4=226.98 306-06933 509 25,000
11 109705-14-80J 304-06934 1kg 233,500
F-PLUS B5000 N-Fluoropyridinium tetrafluoroborateld
0000000 FP-B5000 307-06941 109 10,000
0 CsHsFNO BF4=184.90 303-06943 509 25,000
[11107264-09-500 301-06944 1kg 200,000
F-PLUS B800U N-Fluoro-2,6-dichloropyridinium tetrafluoroboratel]
OoooooDoFP-BB8OOO 304-06951 109 10,000
0 CsH3CI2FNO BF4=253.79 300-06953 509 25,000
[11140623-89-80J 308-06954 1kg 266,500
F-PLUS T3000 N-Fluoro-2,4,6-trimethylpyridinium triflate]
ooooogoFrP-T3000 301-06961 10g 13,500
0 CoH11F4NO3S=289.25 307-06963 509 33,500
[11107264-00-60 305-06964 1kg 400,000
F-PLUS T500 0O N-Fluoropyridinium triflatel
Oo0oooooFrP-T5000 308-06971 10g 13,500
0 CeHsFaNO3S=247.17 304-06973 509 33,500
[11107263-95-60J 302-06974 1kg 366,500
F-PLUS T80O0 [ N-Fluoro-2,6-dichloropyridinium triflatel
0000000o0FP-T80O0OO 305-06981 10g 13,500
0 CeH3CI2F4aNO3S=316.06 301-06983 509 33,500
[11130433-68-00J 309-06984 1kg 466,500
{2000 ) T
SDSDSDS H oo god Oo0o0ooooooo
CAS No. ooooooooo
Calcium fluoride
CaF2=78.07 031-08551 100g 2,400
[7789-75-5] 033-08555 5009 4,800
Cesium fluoride
CsF=151.90 031-17162 25¢g 5,000
[13400-13-0] 035-17165 5009 40,000
Diethylaminosulfer trifluoride DASTO
C4aH10FaNS=161.19 i
[38078-09-0] ' ; ’ 041-26051 59 12,000
049-26052 25¢g 36,000
N,N-Diethyl(2-chloro-1,1,2-trifluoroethyl)aminel] Yarovenko's Reagent(]
CeH11CIF3N=189.61
[357-83-5] ' f 0173300 59 8,600
_ i 0173300 25¢g 30,700
o 0173300 100g 96,000
N,N-Diethyl-1,1,2,3,3,3-hexafluoropropylaminel] Ishikawa's Reagent[
C7H11FeN=223.16 Fr
[309-88-6] ! . ’ 0167380 25¢g 15,600
" ' 0 167380 100g 55,800




ED%DSDS H B H No. ooo 0oooooooo
CAS No. ooooooooo
N-Fluorobenzenesulfonimide
C12H10FNO4S2=315.34 : ; ; 0 61850 59 9,000
[133745-75-2] s 3 523-78591 10g 13,100
061850 509 52,500

N-Fluoro-4,6-dimethylpyridinium-2-sulfonate
C7H8FNO3S=205.21 FN—F 0191840 19 75,000
[147541-01-3]

N-Fluoro-4-methylpyridinium-2-sulfonate
CeHeFNO3S=191.18 [0 191850 19 37,500
[147540-88-3]

N-Fluoro-5-(trifluoromethyl)pyridinium-2-sulfonate
CeH3FaNO3S=245.15 0191860 19 27,500
[147541-08-0]

N-Fluoro-6-(trifluoromethyl)pyridinium-2-sulfonate
CeH3FaN0O3S5=245.15 0191870 19 45,000

N-Fluoro-4,6-bis(trifluoromethyl)pyridinium-2-sulfonate
C7H2F7N0O3S=313.15 0191880 19 90,000
[147541-03-5]

Hydrogen fluoride-pyridine (70%HF)

CsHeFN=99.11 534-73561 1009 11,100
[32001-55-1]
Potassium hydrogen fluoride
KHF2=78.10 166-03792 25¢g 2,600
[7789-29-9] 160-03795 5009 7,300
Potassium fluoride (spray dried)
KF=58.10 166-13241 100g 2,900
[7789-23-3] 168-13245 5009 5,700
Sodium fluoride
NaF=41.99 192-01972 25¢g 1,600
[7681-49-4] 194-01971 1009 3,100
196-01975 5009 7,300
Tetrabutylammonium difluorotriphenylstannate f Foo
Cs4Hs1F2NSn = 630.48 n Bux'q.l;"" -Sn r 576-63451 1g 24,100

Ph
F

[139353-88-1]

Tetra-n-butylammonium dihydrogentrifluoride, 50% w/w solution in dichloromethane

C16H38F3N=301.48 0178910 1g 6,700

[99337-56-1] 0178910 59 23,000
Tetrabutylammonium fluoride trihydrate

C16H36FNI3H20=315.52 208-10931 10g 8,300

[87749-50-6]

Tetrabutylammonium tetrafluoroborate

C1e6H36BF4aN=329.28 536-77982 25¢g 17,300
[429-42-5]

Triethylamine trihydrofluoride
CeHi1sFsN=161.21 575-56831 1009 12,300
[73602-61-6]

Xenon difluoride
F2Xe=169.30 0167030 19 25,800
[13709-36-9] 0167030 5g 92,200
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00002°000 00000 CbhZ benzyloxycarbonylO
0203000 -TBDMS t-butyldimethylsilylO0 4“00 0 0 O
0si000000000000%00000000000
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goooo

IEEEEEREEEEEEEEEEEEEEEEER

L R Pd/Clen) Lu,\
- u’ﬂ-"“nan P e “OBn
Hz(1atm}), MeOH, 24h
yiedd 9194
Brio— —CHyCO.B o BrO— 'CH,CO4H
= T BN —: ".3_ 3
N/ Hai1atm), MeOH, 2h =
yield 84%
[ cbzo0OOODODOOOOOO30 |
e PdiC(en) —
_H!-I::b: MN-Chz
— H.{1atm), THF, 17h Vo
yield 92
PdiClen)
“ " NHCbz ) NHChz
Hal(5atm), THF, 22h
yield S8
00o0o0oOoooooooooen |
;-_ _H..\-.:.\-:-_E-_ - __.:| Pdmtﬂn} -_".-d'-""'\-x.-"--\"'\.-"-"' o
CY g , o™
o) fatm), THF, 3h
Fettam) yield 98%
o 0
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ﬂEH"%“'J Hz{1atm), THF, 18h HN P
ke 10055
L R T T R T T T T TR T T T T T T T T T T TR TR TR LTI AT
00 O No. gooooooo ooooo ooo goooomoo
163-21441 19 4,000
—— | Palladium-Activated Carbon Ethylenediamine ComplexC Pd 3.500 6.5%0 ooooo
169-21443 59 13,500

1000000, 0000 :0ob0ob0oboo, 59, 1090 200100

20 H. Sajiki, K. Hattori, K. Hirota : J. Org. Chem., 63, 799001 1998[]

30 K. Hattori, H. Sajiki, K. Hirota : Tetrahedron, 56, 8433[] 2000L]

40 K. Hattori, H. Sajiki, K. Hirota : Tetrahedron Lett, 41, 57111 2000C]

50 H. Sajiki, K. Hattori, K. Hirota : Chem. Eur. J,, 6, 22000] 2000CJ

601 H. Sajiki, K. Hattori, K. Hirota : J. Chem Soc., Perkin Trans. 1, 4043[] 1998(]
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(5.5 16 R"=R%Pr, AruCgH4-Me. X al

(8.5 1d: R1=A%=Pr, ArsCgH,-4-Ma, X==5F
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Schill hpse

TaliAGe] (45, 55) 20 butyl-2-mathyl-N, N A=

tatrakis{4-methaodenny) | Dicdide (1a) o
Ph La] (10 )
il =N b0,
”, O-+-Bu P Eﬂl
whactrophile bromada (5 equiv,) oE
CaOH - Hol (10 egquiv.)
a, ! ;
toluensiCHLCla (7:3), -70 °C VGGGt Y. 20, 01 0
A CgHy=-d-0TIPS Y, B8%, 592% sa
A CgHyd-F Y, §3%, B4% ea
RN R RN nnnnnnl
000 No. 0Do0oooooo oooo 00 |00000maoo
208-16151 | TaDiAS-[(4S,5S)-2-t-butyl-2-methyl-N,N,N’,N'-tetrakis(4-methoxylbenzyl)|Diiodide goooo | 100mg 8,500
201-16141 | TaDiAS-[(4R,5R)-2-t-butyl-2-methyl-N,N,N’,N"-tetrakis(4-methoxylbenzyl)|Diiodide ooooo | 100mg 8,500
202-16171 | TaDiAS-[(4S,5S)-2,2-dipropyl-N,N,N’,N'-tetrakis(4-methoxylbenzyl)|Bis(tetrafluoroborate) |0 OO 0O | 100mg 8,500
205-16161 | TaDiAS-[(4R,5R)-2,2-dipropyl-N,N,N’,N*-tetrakis(4-methoxylbenzyl)|Bis(tetrafluoroborate) |0 O 00O | 100mg 8,500

1) T. Shibuguchi, Y. Fukuta, Y. Akachi, A. Sekine, T. Ohshima, M. Shibasaki : Tetrahedron Lett., 43, 9539 (2002) .
2) T. Ohshima, V. Gnanadesikan, T. Shibuguchi, Y. Fukuta, T. Nemoto, M. Shibasaki : J. Am. Chem. Soc., 125, 11206 (2003) .
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