Dongyu Sun,Jr Ruyi Chen,Jr Dongmin Tang,* Qidong Xia, Yifan Zhao, Chun-Hui Liu,

and Hanfeng Dlng* JOURNAL OF THE AMERICAN CHEMICAL SOCIETY

Total Synthesis of (—)-Retigeranic Acid A: A Reductive Skeletal
Rearrangement Strategy J A ‘ S

For C6, it was found the tertiary or oxa-
guaternary stereocenters were in the vast
majority of angular triquinanes

. , (+)-fjeisopropyl- (—)-retigeranic acid A (3)
(—)-crinipellin A (1) tricycloisohumulone (2)

Representative Subtypes of Angular Triquinanes

Polyquinanes, consisting of fused five-membered ring in diverse connection patterns, belong to an
important class of skeletons prominent in terpenoids and steroids.

The intriguing biological properties, congested architectures and overall stereochemical complexity have
stimulated a lot of methodologies toward the construction of the core structures.

J. Am. Chem. Soc. 2023, 145,22,11927-11932

Yanrong Li, Liu Research Group, Jun 14, 2023




Retrosynthetic Analysis

(+)-deisopropyl- (-)-retigeranic acid A (3)

(=)-crinipellin A (1) tricycloisohumulone (2)
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Table 1. Optimization on the Reductive Skeletal
Rearrangement of 10a“

O
\\OH
12a
% +
5CO,Me
: o)
X-ray of 11a' X-ray of 12a' : 13a
yield (%)°
entry conditions 11a 12a
| G n-Bu,SnH, AIBN, toluene, 90 °C 0 0
v/ TiCl,, Zn, THF, 0 °C 0 0
34 VCl, (THF),, Zn, CH,Cl,, 25 °C 0 0
4 Sml,, THEF, 0 to 25 °C <S 0
5" Sml,, THF/MeOH, 0 °C <5 0
6 Sml,, THF/tBuOH, 0 °C 73 0
7 Sml,, THF/AmOH, 0 °C 70 0
8 Sml,, THF/tBuOH, 0 °C; then KOH' <5 65

“Reaction conditions: 10a (0.2 mmol) and low-valent metal (2.2
equlv) in solvent/cosolvent (4.5 mL/0.5 mL) at indicated temper-
ature. “Isolated yields. “n—Bu,SnH (2.0 equiv), AIBN (0.5 equiv).
“No reaction. “13a (80% yield). KOH (2.0 equiv).
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Synthesis of Diazo compound
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Thanks!
Questions?



