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1. Frontier orbital profiles

Figure S1. Highest occupied molecular orbitals (HOMOs; left) and lowest unoccupied molecular orbitals (LUMOs;
right) of the ester 5a (above), the mesomeric betaine 8a (middle), and the instable betaine 8cpent (below).

]

Figure S2. Highest occupied molecular orbital (HOMO, left) and lowest unoccupied molecular orbital (LUMO,
right) of mesomeric betaine 10.



2. Thermal ellipsoid plots

Figure S4. Molecular structure of 6a (displacement parameters are drawn at 50 % probability level). The anion
and MeCN are omitted for clarity.



Figure S5. Molecular structure of 6c (displacement parameters are drawn at 50 % probability level).



Figure S7. Molecular structure of 10+H" (displacement parameters are drawn at 50 % probability level).



3. NMR spectra
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4. Calculations.

Structure: 8Cpent

Number of imaginary frequencies: 0
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H25

H26
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2.8171367063
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1.2149545021
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Structure: 8clinear
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Number of imaginary frequencies: 1
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Structure: 8¢'yent

Number of imaginary frequencies: 0
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H26 0.5134650000000 3.7110830000000 0.5938840000000

H27 2.9701770000000 3.4531240000000 0.3221770000000

H28 3.9150700000000 1.2402650000000 -0.3181800000000

C29 -0.3012520000000 -0.8314120000000 -0.4964420000000

030 -1.5419880000000 -0.5862710000000 -0.3822440000000

031 0.2662190000000 -1.9025020000000 -0.7676430000000

C32 -7.2029490000000 3.2464200000000 1.2170070000000

H33 -6.7152990000000 4.1972160000000 1.4282280000000

H34 -7.9084730000000 3.3794310000000 0.3930590000000

H35 -7.7387130000000 2.9113260000000 2.1085770000000

Structure: 8cyuc

Number of imaginary frequencies: 0
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