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(3 Palladium-Catalyzed Intermolecular Addition of Oxygen Nucleophiles: Water and Alcohols
(3 Palladium-Catalyzed Heterocydization: Intramolecular Addition of Oxygen Nucleophiles
/ Takacs, J. M.; Vayalakkada, S., Science of Synthesis, (2001) 1, 371. (8 Intermolecular Addition of Nitragen Nucleophiles
(3 Palladium-Catalyzed Heterocydlization: Intramalecular Addition of Nitrogen Nucleophiles
The oxy-Cope rearrangement is a synthetically useful variant on the Cope rearrangement. While the full E- ({8 Palladium(I1)-Catalyzed [3,3]-Sigmatropic Rearrangements
experimental details are not reported, it was found that in certain cases the palladium(1I)-catalyzed Palladium(Il)-Catalyzed Cope Rearrangements
S 0 f rearrangement of 245 is quite facile (Scheme 71). [246] For example, 245 (R! =R3 = Me; R2=R* =H) op
clenceo undergoes palladium-catalyzed rearrangement to unsaturated ketone 247 under mild conditions LI claisen and Thia-Claisen Rearrangements
Synthes is {[PdCI,(NCPh), (0.1 equiv), THF, 25°C, 3h} and in quantitative yield. The reaction presumably proceeds via a £l Enol fﬂg:f:;j::;zzﬁgizts
palladacyclohexyl cation (as illustrated in Scheme 67) to afford an intermediate enol 246, which tautomerizes ster Rearrangement
- to the observed ketone. Bis(benzonitrile)dichloropalladium is a superior catalyst to other common palladium(II)
complexes, e.g. [PdCl,(cod)], [PACl,(PPh;),], or Pd(OAc),. The reaction proceeds with good control over the (@ Palladium(1if’ fontaining Complexesds
geometry of the newly formed double bond (the observed E/Z is greater than 9:1) and can be used to (@ High-Valen adium in Catalysis &
construct macrocyclic rings [RY,R? = (CH,) 4 or (CH,);o]. One rather unusual limitation on the reaction is that in (3 organemetal mplexes of Platinum di
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Me CH,CH=CMe, Me H 3 100 76 [246]
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= The reaction failed for R? =R2 = Me; R® = H; R* =Me or H and R! =R2 =R¥=H; R® = Me.
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So Science of Raghunathan, R.; Purushothaman, 5., Science of Synthesis: Multicomponent Reactions, (2014) 2, 232.

Synthesis

The sandwich compound ferrocene was discovered in the early 1950s. [28] Since then, there has been rapid

Multicomponent Reactions 2 growth in the field of organometallic chemistry. Ferrocene-derived organic compounds have great potential due
Mlumlwdvlmuw.l-lh-alwmd to their biological significance, (23] and compounds bearing the ferrocene motif remain at the forefront of
e Enr b Camponest, ! ? L= L :
mmnwmumwlm . Free-Radical-, interest, offering advantages over other organometallics due to their synthetic versatility and overall thermal
Reactions

and photochemical stability.

=

ferrocenecarbaldehyde and methyl acrylate (Scheme 27). [30]

@Hrooﬂue MeHNT oM
2

MGOH reflux, 12 h

Q T

46 1

A novel, one-pot, three-component reaction for the synthesis of a series of fen
pyrrolidines 47-49 and 51 has been accomplished via a facile [3+2] cycloaddition of azomethine ylides
derived from various mono- and diketones and sarcosine (2) with Baylis—Hillman adduct 46, obtained from

Scheme 27 Synthesis of Ferrocene-Substituted Spiro-Fused Pyrrolidines [29]

ene-containing spiro-fused
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