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Problem



Angew. Chem. Int. Ed. 2017, 56, 1881 –1884

Adv. Synth. Catal. 2019, 10.1002/adsc.201900283Wei et al. Angew. Chem. Int. Ed. 2020, doi.org/10.1002/anie.202007825

Answer



Peng et al. Angew. Chem. Int. Ed. 2020, doi.org/10.1002/anie.202009255

Total synthesis of Cryptotrione



Answer

CDI mainly employed to convert acids to amides, carbamates, urea, esters etc. Though it is less

reactive than acid chlorides, it is more easy to handle through avoiding the use of thionyl chloride in

acid chloride formation.

Peng et al. Angew. Chem. Int. Ed. 2020, doi.org/10.1002/anie.202009255; Stoltz et al. J. Am. Chem. Soc. 2006, 128, 11752-11753



Answer

Peng et al. Angew. Chem. Int. Ed. 2020, doi.org/10.1002/anie.202009255



Question & Answer

Sometimes reduction with excess DIBAL of ester moiety did not stops at aldehyde step, it further reduced to alcohol species

DMP is much stronger oxidant

than IBX. Even in 0 oC it can

oxidise alcohol to aldehyde

moiety.

Peng et al. Angew. Chem. Int. Ed. 2020, doi.org/10.1002/anie.202009255



Question & Answer

Majority of the E-selectivity depends upon 

• Steric bulk in the aldehyde moiety

• Higher reaction temperature (>-78 oC)

• Base (Li>Na>K salts)

• Solvent 

• Sometimes bulky electron-withdrawing 

group attached to the phosphonate moiety

Peng et al. Angew. Chem. Int. Ed. 2020, doi.org/10.1002/anie.202009255

Platinum-catalyzed cycloisomerization of 1,5-enynes into bicyclo[3.1.0]hexane moiety



Question & Answer

Toste et al. J. Am. Chem. Soc. 2004, 126, 10858-10859

Cycloisomerization reactions of enynes, having heteroatom X in between them,

by Pt-catalyst which convert the substrate into:

• 1,3-dienes via formal metathesis pathway

• 1,4-dienes while substrate contain allylsilane entity

• Unsaturated ether if reaction performed under alcoholic medium

• Complex polycyclic array if compounds have more than one double bonds

Pt(II)-alkyne complex is very

electrophilic if the tethered

alkene become the nucleophilic

reaction partner a delocalized

cation generated which can be

represented by C-E structures.

J. Am. Chem. Soc. 2001, 123, 11863-11869

J. Am. Chem. Soc. 2000, 122, 6785-6786

• Skeletal rearrangement of simple 1,5-enynes

through metal-catalyzed isomerization

reactions.

• Substrate containing 1,2-disubstituted olefin is

stereospecific; E-olefin selectively afford trans

cyclopropane, while Z- furnish cis one.

Fürstner et al.



Answer

Peng et al. Angew. Chem. Int. Ed. 2020, doi.org/10.1002/anie.202009255

Platinum-catalyzed cycloisomerization of 1,5-enynes into bicyclo[3.1.0]hexane moiety




