














molecules in the solid state, the synthesis and
investigation of derivatives to encapsulate guest

species in solution are also now in progress.
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tilted at ca. 45° to the dipyrrin plane, as
shown below.
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Under this HPLC condition, one of the
minor “two” peaks derived from the chiral
stereoisomers of 1az-Zn2 overlaps with the
major single peak of the achiral isomer, as
suggested from the UV/vis absorption
spectra (which differ in two stereoisomers),
during the analysis. See Supporting
Information.

The equilibrium constants A between the
chiral and mesoisomers of C16H3s-substituted
1c2+Zn2 at 60, 20, and —20 °C are 5.4, 4.6,

and 4.4, respectively, with the corresponding
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AGO of —4.1, -3.7, and -3.6 kdmol-l. By
using van 't Hoff plots, the thermodynamic
parameters (AH? and A4S0 of 1¢2+Znz are
estimated to be 1.7 kdmol-! and 19
JK-mol-1, which are similar to those of

1a2:Znz and 1b2-Znz. The derivative with
long alkyl substituents at the dipyrrin
units also seems to enable the interconversion
between the two stereoisomers, possibly

due to the flexible aliphatic chains.
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(Mai: the magnetization of the internal
B-CH protons of the major isomer (A); Mae:
the magnetization of the external B-CH
protons of the major isomer; Msi: the
magnetization of the internal B-CH
protons of the minor isomer (B); Mg.: the
magnetization of the external B-CH
protons of the minor isomer; Moai: the
magnetization of the internal B-CH
protons of the major isomer at thermal
equilibrium state; Moae: the magnetization
of the external B-CH protons of the major
isomer at thermal equilibrium state; 71ai:
the relaxation time of the internal -CH
protons of the major isomer; 7iae: the

relaxation time of the external f-CH
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protons of the major isomer; ka: the rate
constant from the major to minor isomer;
k' the rate constant from the minor to

major isomer) and the conditions such as

d(My+ M) s Mgi =0, Tiai = Tiae = T1a
dr

(by measurements), and ks = K ka
(K equilibrium constant between the major
and minor isomers), the rate constant ka

which can be estimated as shown below:

_ (Mop = M)+ (Mope — M,.)
bR (M + M) - K- My}

It affords the values of 0.5 (1az-Zn2) and
0.3 s~ (1b2-Zn2), respectively.
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