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Radialene Synthesis

Significance: The authors present a remarkable 
synthetic route to hexaradialene 1 that utilizes a 
thermally-driven ring-opening isomerization reac-
tion to form the six exocyclic double bonds in the 
final step. The reaction proceeds efficiently provid-
ed that sufficiently bulky groups are tethered to 
the triannulated parent compound prior to isomer-
ization, with both the syn and the anti precursors 
converted into 1.

Comment: Alicyclic cross-conjugated molecules 
of this type are rare and further studies on the 
reactivity of these intriguing molecules could pro-
vide new routes to novel polycyclic aromatic sys-
tems.
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1. BuLi, THF, –78 °C

2. aq HF, MeCN

OTBDMSEtO

1. py⋅HBr3, py, –15 °C

2. DIPEA, Tf2O, CH2Cl2, –78 °C

92% yield (over 2 steps) 84% yield (over 2 steps)

1. MeOTMS, TfOTMS, reflux
2. A, BuLi, Et2O, –78 °C
3. TsOH, HC(OMe)3, MeOH

A

 71% yield (over 3 steps)

1. Pd/C, H2, EtOAc
2. TsCl, K2CO3, acetone

OTMSMeO

OMeMeO
B

61% yield (over 4 steps)

1. NaBH4
    MeOH, 0 °C
2. Tf2O, py
    CH2Cl2, 0 °C

74% yield 
(over 4 steps)

1. aq HF, MeCN
2. LiEt3BH, THF, –100 to –78 °C
3. TsCl, py, CH2Cl2

60% yield (over 3 steps)

OH

NaH, DMF, 45 °C
75% yield

PhMe, 100 °C

73% yield

1

3. B, BuLi, Et2O, –78 °C
4. PPTS, MeOH

3. Bu4NI
    PhMe, 95 °C
4. LiEt3BH, Et2O
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