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Rubriflordilactone A (3) 5 0-QM type [4+2]
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FRIES-, PHOTO-FRIES, AND ANIONIC ORTHO-FRIES REARRANGEMENT
(References are on page 590)
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NAZAROV CYCLIZATION
(References are on page 635)
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15 §-15

15 BF;*OFEt, 100 0.006 reflux DCE 1sobutene 48 58 —

15 BF;*OFEt, 100 0.006 reflux DCE i1sobutene 36 52 —

15 BF;*OEt, 100 0.006 reflux DCE isobutene 24 34 —

15 BF;+OEt, 100 0.006 reflux DCE isobutene 12 18 —
S-15 BF;OFEt, 100 0.006 reflux DCE isobutene 48 57 —
S-15 BF;OFEt, 100 0.006 reflux DCE — 48 43 —
15 S-16 10 0.006 reflux DCE 1sobutene 48 NR 0
15 S-17 10 0.006 reflux DCE isobutene 48 NR 0
15 S-18 10 0.006 reflux DCE isobutene 48 NR 0
15 S-19 10 0.006 reflux DCE 1sobutene 48 NR 0
15 DreObe A0 BEOEL) ) h0c efux DCE isobutene 48 35 0
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22a: Ry = MOM, R, = Ac (E)-20a:R5 = H

22b: Ry = H, R, = H (E)-20b: R, = TBS 23a (22-p-H) 23c (22-p-H)
(E)-20c: Ry = TIPS 23b (22-0-H) 23d (22—0-H)
(2)-20c: Ry = TIPS
Entry Substrates Cat. Yield (%)b (23a:23b:23c:23d)
1 22a, (E)-20a PtCl, NA
2 22a, (E)-20b PtCl, NA
3 22a, (E)-20c PtCl, 3 (1.5:1.0:0:0.8)
4 22b, (E)-20c PtCl, 6 (1.5:1.0:0:0.8)
5° 22b, (E)-20c PtCl, 14 (1.5:1.0:0:0.8)
6° 22b, (E)-20c CSA 23 (3.7:1.0:0:0.3)
7° 22b, (E)-20c Zn(OTY), 28 (3.2:1.0:0:0.6)
8¢ 22b, (E)-20c In(OTY), 31 (2.2:1.0:0:0.5)
9° 22b, (E)-20c Sc(OTf); 33 (1.1:1.0:0:0.4)
10° 22b, (E)-20c Bi(OTf), 57 (3.0:1.0:0:0.4)
11° 22b, (2)-20c Sc(OTH), 63 (2.1:1.0:1.0:7.0)
124 22b, 20c Sc(OTH), 30 (1.5:1.0:0.2:1.0)

“Reaction conditions: 22 (0.07 mmol), 20 (0.2 mmol), Cat. (10 mol
%), DCM (5 mL), 25 °C. “Isolated yield. “4 A MS (50 mg) was
added. “20c: E:Z = 1:1.



Scheme S5. Proposed Mechanism of 0-QM type [4+2] Cyclization by Using (£)-20.
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Scheme S6. Proposed Mechanism of 0-QM type [4+2] Cyclization by Using (Z£)-20.
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