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reductive decarboxylative cyclization/reductive radical-polar crossover (RRPCO)
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Baran’s decarboxylative Giese reaction conditions

i 4,45 .
9. NI(CIC, ) -aH.0 T~ 0Bn

- TR TCH

Me- -4 —COBu 7. MaH. Bn2r. 84% Zn, LiC - 10. PA'C. H
i} D _— v — R
o ”J B TFA, then f‘hH I f
= MHFI, DIC, 05% A = COCH,CF o
23 a0 ! 41

-

I 11. (PhSe0):0 ) -0
ol=2 49% over 3 steps . e T 0 <
A = = 'L the 1,3-diaxial effect
12, AllyIMgBr, CuBr-DMS ¥ caused by the C10-
o LiBr. 96% c o C20 bond probably
g A

twist-boat overrode the steric

= influence exerted by

half-chair 43, single diastersomer o 42

Meﬁﬂl\ [ — the vicinal C9-allyl
\
13. & o4 _~—1
|\)L 5 14. aliyl iodida - —
o ' P — l- not disturbex
Br Me @\n_{r - LiHMDS, 88% r.15= T’ &/
t oY

LDA, HMPA 15, Grubbs 2™
43%, 57% brsm
dr =10:1

88%

equatorial 45, single diasterecmer

twist-boat,

macracalyxoformin A (5) NaBH;, CaCly THy 16. E158, “BuzSnH | 5-exo radical annulation

. . -
[singla diasteraomer] B9% - quant,
pr—— e
17. Se0,, TBHP
ludangnin C (T} PdiC, Hy, 82% =0,

12, DMP

[singla diasteraomer] -
macrocalyxoformin 2 (6] B3% gwer 2 slep


大平 進

大平 進
Total syntheses of (–)-macrocalyxoformins A and B and (–)-ludongnin C
Zichen Cao, Wenxuan Sun, Jingfu Zhang, Junming Zhuo, Shaoqiang Yang, Xiaocui Song, 
Yan Ma, Panrui Lu, Ting Han & Chao Li 
Nature Communications volume 15, Article number: 6052 (2024) 

大平 進

大平 進

大平 進

大平 進
Proposed Mechanism

大平 進
ni

大平 進

大平 進

大平 進

大平 進
Attempts for the Intermolecular Decarboxylative Giese reactions

大平 進
Attempts for the Intramolecular 
Decarboxylative Giese reactions

大平 進

大平 進

大平 進

大平 進

大平 進

大平 進

大平 進
the twist-boat B lactone ring,

大平 進
reductive decarboxylative cyclization/reductive radical-polar crossover (RRPCO)
 /C-acylation cascade,

大平 進

大平 進
redox-active ester (RAE)

大平 進

大平 進
a Suárez modiﬁed Hofmann–Löfﬂer–Freytag reaction

大平 進

大平 進
“Radicophile”

大平 進
Rawal’s procedure

大平 進

大平 進
a ring ﬂip process

大平 進
lactonic Ireland–Claisen rearrangement

大平 進
Baran’s decarboxylative Giese reaction conditions

大平 進
twist-boat 

大平 進
half-chair

大平 進
twist-boat,

大平 進
equatorial

大平 進

大平 進

大平 進
the 1,3-diaxial effect caused by the C10–C20 bond probably overrode the steric inﬂuence exerted by the vicinal C9–allyl group

大平 進

大平 進
not disturbed 

大平 進

大平 進
5-exo radical annulation


	My Bookmarks
	1 ページ


