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Fig.S1 Structures and relative energies (AE, in kcal mol™! at CCSD(T) + ZPEgapLyp-p3sy) level) of
CAl4 (12a%), NAl," (2a') and their low-energy isomers.
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Fig.S2 AANDP bonding patterns with occupation numbers (ONs) of CAl, and NAl,* (1a’ and 2a’).
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Fig.S3 AdANDP bonding patterns with occupation numbers (ONs) of NAl;Zn* (2a).
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Fig.S4 The orbital energy spectrums and the valence canonical molecular orbitals of 1a and 2a.
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Fig.S5 The orbital energy spectrums and the valence canonical molecular orbitals of 1b and 2d.
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Fig.S6 The NICS results for 1b and 2d at the B3LYP/aug-cc-pVTZ level. The unit of
NICS values is in ppm.
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B2PLYP-D3(BJ)/aug-cc-pVTZ-optimized structures for structures shown in Fig. 2.
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