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5) MeMgBr, CuBr•SMe2,
(S,R)-Josiphos (2%)

6) Et3SiH, Pd/C

7) Ohira-Bestmann reagent,
K2CO3, MeOH

1) H2C=CHMgBr, CuI
2) TBDPSCl, imidazole

3) Grubbs II, H2C=CHCO2Me
4) TMS-SEt, AlCl3O

8) 9-I-9-BBN, then AcOH

9) Zn, LiCl then 1, Pd(PPh3)4
10) TBAF (1.1 eq.)

11) Ac2O, pyr, DMAP
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1) MeOC6H4CH(OMe)2, p-TsOH

2) TBSOTf (2.6 eq.), 2,6-lutidine
3) DIBAL-H

4) (COCl)2, DMSO, Et3N 5) 3 + cat. 4

6) TBSOTf, 2,6-lutidine
7) DDQ, aq. CH2Cl2

8) I, Pd2(dba)3, PPh3,
CuI, HN(iPr)2

9) 5 (10%), PPTS

10) OsO4, NaIO4

O
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1) CeCl3•7H2O, NaI, MeOH

2) TMSOTf, allyltrimethylsilane
3) K2CO3, MeOH

4) TBSOTf (exc), 2,6-lutidine

5) 6 (10%), 3-buten-1-ol

6) TBDPSCl, imidazole

7) CSA, MeOH

Cl
O 1) 2, CuCN

2) NaOH
3) ICl then TBAF

4) t-BuLi, ethyl vinyl ether, BF3•OEt2
then H

then aq. HCl
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step 9: 2 new rings formed



8) Pb(OAc)4

9) 7, SnCl4
10) n-BuLi, (Bu3Sn)2 11) MgBr2•OEt2, O

12) PPh3, 4-nitrobenzoic acid, DEAD

13) NaOH, MeOH

14) TBSOTf, 2,6-lutidine

17) F, Pd(PPh3)4, CuTC,

[Bu4N][Ph2P(O)O]
18) HF•pyridine

15) Ph3CK, PhNTf2
16) (Bu3Sn)2CuCNLi
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Synthesis of cationic Au-complex 5: Chem. Eur. J. 2006, 1677-1693

H[AuCl]4

2,2'-thiodiethanol (3 eq.), H2O

then 8

8

AgSbF6 (1 eq.), MeCN
P Au

tBu
tBu NCMe

SbF6

Synthesis of Grubbs-Hoveyda catalyst 6: JACS 1996, 100-110 and Org. Lett. 2007, 1589-1592

RuCl2(PPh3)3
9, DCM, -78 °C

H
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PCy3 (2.2 eq.), DCM, r.t. KHMDS (1.2 eq.), 10

N N+
Cl-

10

11, DCM, reflux
then 2N HCl in MeOHRu
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Synthesis of Pd2(dba)3: Organometallics 2012, 2302-2309

Pd(OAc)2

dibenzylideneacetone,
NaOAc, MeOH, r.t.

Pd2(dba)3
CHCl3, <40 °C

Pd2(dba)3•CHCl3

recryst. from CHCl3/acetone

P Au

tBu
tBu Cl

recryst. from CH2Cl2/pentane
column chromatography on silica gel

P(tBu)2


