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a. Representative examplas and synthetic methods and applications of valuable letrasubstituted alkemyd monohalides
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| = low reactivity = high toxicity = harsh conditions X=F,C,Br|

b, Known migration mode of alkynyl letracoordinate boron species,
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R—E—'B::?\} L.. N 8- —_— R}={
J melallate shiff E O E

festracoordingte boron |

Limitation:

= 1.2-melallate migralion in most cases
+ usually only one metallate migration occurred
* low wtilization rafio of functional group on boron

c. Hypothesis: double migrations of alkymyl tefracoordinale borons lead lo tetrasubstituted clefins,
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Challenges:

+ How lo achigve migration withoul transiion-maetal ?
» How 1o complete bwo migrations under mild conditions?
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d. Synihesis of tetrasubstituted monohaloalkenes via two migrations from alkynyl letracoordinale boron species (This work);

X=F orCl
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X=Brrorl” —
R = alkyl or aryl -
1,21, 3-melaliate shiff
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Applicactions:

various tetrasubstifuled
olefing wore formod

Q
€ Bt elimination E
B =T  cecmmrememee-- - —
I%I ) -E. -[B] E

+ How to construct tetrasubstituted olefins?
» How o choose an appropriate electrophile’®

C-C bond; C-N bond
C-0 bond: C-P bond
C-5i bond; C-B bond
complex molecules...

¢ wnuswal mechanism « distinctive reaction modes «» valuable product scaffolds ¢ versatile transformations » excellent stereoselectivity
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. On-pat fransformation from lorminad alkynes 1o wirmsubsbiuled alkeny monofuondes/chiordes
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b Construction of telrasubstituted alkene 100 via a tandam monobromination/cross.coupling siralegy.
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. Transformations of tetrasubstitubed alkenyl monchalides 100, 54t CLOC: 2210371
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Selectfluoro and TCCA as electrophiles
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