
SUPPORTING INFORMATION

Figure S1. View of the molecular structure of 3 with hydrogen bond indicated as dashed blue line, 50% probability. 
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Figure S2. Fourier map of 3. 
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Figure S3. View along the a axis of the molecular structure of 3 with hydrogen bonds indicated as dashed blue lines. 
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Figure S4. Relative deviations between the X-ray (Table 2) and computational values for the enol N1-N2 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S5. Relative deviations between the X-ray (Table 2) and computational values for the enol N2-C2 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.  
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Figure S6. Relative deviations between the X-ray (Table 2) and computational values for the enol C2-C3 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S7. Relative deviations between the X-ray (Table 2) and computational values for the enol C3-C4 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.

ht
tp

://
do

c.
re

ro
.c

h



-2.00

-1.00

0.00

1.00

2.00

3.00

4.00

C
E

P
31G

6-31G

6-31G
**

6-31+G
*

6-31+G
**

6-31++G
**

6-311++G
**

D
95

D
95**

D
95++**

cc-pV
D

Z

cc-pV
TZ

cc-pV
Q

Z

S
V

P

TZV
P

Q
ZV

P

Basis Set

en
ol

 C
4-

C
5 

bo
nd

 re
la

tiv
e 

er
ro

r [
%

]
HF
MP2
OLYP
B3LYP
B3PW91
LC-BLYP
B2PLYP
mPW2PLYP

Figure S8. Relative deviations between the X-ray (Table 2) and computational values for the enol C4-C5 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S9. Relative deviations between the X-ray (Table 2) and computational values for the enol C5-O1 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S10. Relative deviations between the X-ray (Table 2) and computational values for the keto N1-N2 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S11. Relative deviations between the X-ray (Table 2) and computational values for the keto N2-C2 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S12. Relative deviations between the X-ray (Table 2) and computational values for the keto C2-C3 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S13. Relative deviations between the X-ray (Table 2) and computational values for the keto C3-C4 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S14. Relative deviations between the X-ray (Table 2) and computational values for the keto C4-C5 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S15. Relative deviations between the X-ray (Table 2) and computational values for the keto C5-O1 bond. The negative value means that 
the bond is predicted to be shorter by the quantum-chemical calculation. The standard deviations of the X-ray determination are marked with red 
line.
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Figure S16. Relative deviations of the enol form bond lengths predicted by using HF method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S17. Relative deviations of the keto form bond lengths predicted by using HF method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S18. Relative deviations of the enol form bond lengths predicted by using MP2 method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S19. Relative deviations of the keto form bond lengths predicted by using MP2 method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S20. Relative deviations of the enol form bond lengths predicted by using OLYP method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S21. Relative deviations of the keto form bond lengths predicted by using OLYP method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S22. Relative deviations of the enol form bond lengths predicted by using B3LYP method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S23. Relative deviations of the keto form bond lengths predicted by using B3LYP method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S24. Relative deviations of the enol form bond lengths predicted by using B3PW91 method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S25. Relative deviations of the keto form bond lengths predicted by using B3PW91 method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S26. Relative deviations of the enol form bond lengths predicted by using LC-BLYP method in respect of the X-ray values (Table 2). 
The negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations 
of the X-ray values are given with error bars.
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Figure S27. Relative deviations of the keto form bond lengths predicted by using LC-BLYP method in respect of the X-ray values (Table 2). 
The negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations 
of the X-ray values are given with error bars.
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Figure S28. Relative deviations of the enol form bond lengths predicted by using B2PLYP method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S29. Relative deviations of the keto form bond lengths predicted by using B2PLYP method in respect of the X-ray values (Table 2). The 
negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations of the 
X-ray values are given with error bars.
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Figure S30. Relative deviations of the enol form bond lengths predicted by using mPW2PLYP method in respect of the X-ray values (Table 2). 
The negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations 
of the X-ray values are given with error bars.
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Figure S31. Relative deviations of the keto form bond lengths predicted by using mPW2PLYP method in respect of the X-ray values (Table 2). 
The negative value means that the bond is predicted to be shorter by the quantum-chemical calculation. The corresponding standard deviations 
of the X-ray values are given with error bars.
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Figure S32. Estimated vice versa. 
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Figure S33. Estimated E+ZPE values. Positive value corresponds to more stable enol form and vice versa. 
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