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Retrosynthetic Analysis of Cryptotrione (1).
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12a: R'=iPr;Si, R?=Ac; 12b: R'=TBS, R?=Ac; 12¢: R'=Bn, R?=Ac;
12d: R'=Me, R?=Ac; 12e: R'=iPr;Si, R>=Piv

Table 1. Optimization of 1,5-Enyne Cycloisomerization!?l,

Entry Enyne  Catalyst  Solvent Ratio® t(h) Yield! Entry Enyne  Catalyst  Solvent Ratiol® t(h) Yield
(mol%) (13:13") (%) (mol%) (13:13") (%)

1 12a PhsPAuSbFs CHCl, - 0.5 0 6 12e PtCl,(20) Toluene >30:1 18 47

12b PtCl, (20) Toluene >30:1 18 32 gld] 12e PtCl, (10) Dioxane >86-:1 7 71

12d

PtCl, (20)

Toluene

12:1

2
3
4 12c PiCL(20) Toluene >30:1 18 30
5

20

[a] Standard conditions: 12 (0.05 mmol) and platinum catalyst in solvent (5
mL) at 100 °C under argon. [b] dr ratio determined by '"H NMR spectra after
global deprotection of 13 and 13'. [c] Isolated yield. [d] 15g scale at 115 °C.
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OR2 Table 1

homoveratric acid (11) 11a 12a-e 13a-e 13'a-e

12a: R'=iPr;Si, R?=Ac; 12b: R'=TBS, R?=Ac; 12¢: R'=Bn, R?=Ac;
12d: R'=Me, R?=Ac; 12e: R'=iPr;Si, R>=Piv

Table 1. Optimization of 1,5-Enyne Cycloisomerization!?l,

Entry Enyne  Catalyst  Solvent Ratio® t(h) Yield! Entry Enyne  Catalyst  Solvent Ratiol® t(h) Yield
(mol%) (13:13") (%) (mol%) (13:13") (%)

1 12a PhsPAuSbFe CHCL - 05 0 5 12d PtCl,(20) Toluene 12:1 6 20

12a PtCl; (20)  Toluene >30:1 18 44 5 12¢ PtChL(20) Toluene >30:1 18 47

12¢ PiCl(20)  Toluene >30:1 18 30 89 12 PIClL(10) Dioxane >86:1 7 71

? (

3 12b PtCIz (20) Toluene >30:1 18 32 7 12e PtC|4 (10) Dioxane >30:1 4 75
) (

5

12d PtCl; (20) Toluene 12:1 6 20

[a] Standard conditions: 12 (0.05 mmol) and platinum catalyst in solvent (5

mL) at 100 °C under argon. [b] dr ratio determined by '"H NMR spectra after
global deprotection of 13 and 13". [c] Isolated yield. [d] 159 scale at 115 °C.
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