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Scheme 1. Beckmann rearrangement and neighboring group participation for peri-substituted tertralone
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1. Synthesis and structure of 1, 1-disubstituted indazolium hexafluorophosphates
NUNBEBREEZFETL2T7T F IV B8 AN A I =VERIT AU E2LTERSEDLZ EN
TENNFBEEEREZIZ LA XY= ABEONLT ENMLRTND (AF—A1, X=
NH), (X, BEERE G5O A I/ 0= b F 4 (AF—L4 10, X=Br, 1)



DOEWEZEMEEZZE LT, RO T 1, 1- ., @A XV VT LOBENTEDHLEE
Z 72 la OBACEUSIE TsCL /B Y ¥ U e B THIIZHEIT L. KPF6 DFE/E K T 2a % 91%
DIFTH B (Table 1), @AMAEEEIHT (ESI-TOF) 75 RISHIZAF 2 LD N-0
FEAUMNEZ o722 R0 | fEmEIC LY NN OB RSNz, 2a D

Table 1. Scope of reaction for the synthesis of 2.
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2. Ambident-1like reactivity of 3-hydroxyimino—2-methyl-1-pheny|-1-butanones
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Scheme 2. Reactions of 3a and 3b under Brgnsted acidic (reactions 1 and 2)

and basic conditions (reactions 3 and 4).
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Scheme 3. Mechanistic studies of 1a reacting in basic and acidic conditions.
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Table 2. Reaction generality of reaction 1 and reaction 3

OMs

o N OMS DABCO ON
| AcOH/MeCN CH20|2 N
Ar R2 20 C
R, 3 50 °C 6
AN N
=
4aRH91/ i GaXH88/
4b, R=OMe, 91% 4d, 91% | 6b, X= OMe 93%
4c, R—COOMe, 83% ! 6c, X= COOMe 92% 6d, 88%
+

ring-  — K.
©)§Qk Base Q)N opening cycllzatlon
5a
CH,
9-K

Scheme 4. Deprotonation initiated mechanism for the transformation of 4a to 3a

3. Base-induced transformation of 2-acyl|-3-alkyl-2Hazirines 6 to oxazoles 5.
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Table 3. Generality of isomerization from 6 to 5.

0 tert-BuOK (2.0 equiv.) R3
) Toluene (0.1 M) O
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R
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5a, R=H, 85% 5d 76%
5b, R=OMe, 88% (E)-5e 61% + (2)-5e 9.¢
5¢, R=COOMe, 75%

' Obtained from Ge.
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