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Computational details

The fully relaxed structure of Cuz(HHT P); MOF was obtained by the density functional
theory (DFT) calculations, using Vienna Ab-initio Simulation Package (VASP) version
6.2.1[1]. The Perdew-Burke-Ernzerhof (PBE) functional and the projector augmented
wave (PAW) method[2] were used for calculations. The cutoff energy of plane waves was
set to 520 eV. The k-point mesh was set to 2x2x7. The structures were relaxed until the
forces on the atoms were less than 0.01 eV/A. The many-body dispersion energy with
fractionally ionic model for polarizability method (MBD@rSC/FI) was used to include
the dispersion correction [3, 4]. Collinear spin polarization calculations were considered.

Absorption spectra of structures extracted from periodic calculations were computed
using the time-dependent density-functional theory (TD-DFT) method implemented in
TURBOMOLE 7.7.1 software package[5, 6]. The resolution of identity (RI) approxi-
mation[7, 8, 9] has been applied. The spectra were calculated using the CAM-B3LYP
functional[10] and the def2-TZVP basis set[9, 11, 12] based on 120 vertical excitations.
The random phase approximation(RPA), and time-dependent DFT singlet excitation en-
ergies were used to calculate the absorption spectra[13]. All spectra were calculated in the
gas phase. The computed absorption spectra were plotted using the Gaussian broadening
function with a full width at half-maximum equal to 20 nm and a step width equal to 2
nm.[14] The electron density difference (EDD) upon the most intense excitations and the
transition orbitals were analyzed as presented in Table 1 - Table 3.

Firstly, islands containing zero to three SBUs were extracted from a Cuz(HHTP),
single plane and the UV-vis spectra considering the saturated fragments (see Figures 11
- 13) were calculated. Secondly, two parallel layers of Cuz(HHTP), were considered
(Figures 14 - 19, either non-shifted, (labeled: parallel) or staggered (as in the 3D crystal
structure) (labeled: sliding). With that, we were aimed to find out how the structure of
the MOF and the formation of the stacked layers of Cug(HHTP), is connected to the
spectral shift, especially for the band at around 575-625 nm.



Analysis of UV-vis absorption of
Cuz(HHTP)

For single-plane (monolayer) and stacked plane models comprising linker monomers with-
out bonded SBUs, we observed absorption bands below 300 nm (see Figure 1) originating
from the HHTP linker. No peaks in the visible region occur. This characteristic optical
transition corresponds to the catecholate m — 7* transition.
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Figure 1 — Absorption spectra of HHTP linkers extracted from periodic Cus(HHTP ), as
a monolayer and a double layer (i.e. stacked).

The spectra for systems comprising one linker and one SBU (Figures 11, 14 and 17)
are depicted in Figure 2. We find that adding a metal significantly impacts the spectra.
Specifically, a new absorption band between 500-600 nm appears. It is associated with the
metal-linker charge transfer transition. In the inset figures, the electron density difference
upon the marked excitation is depicted. The regions in blue and red correspond to electron
donating and accepting regions, respectively. This change agrees with experiments since
this band is present in UV-vis spectra of Cuz(HHTP), in experiments. Note that the
analysis of transition orbitals for the most intense absorption peaks is presented in the
section below.

The absorption spectra in Figure 2 exhibit new peaks in the range around 300 nm
since more components are included in the calculation and all contributions are explicitly
accounted for. Small red-shift of the band between 300-400 nm is related to the change of
electron density localization on HHTP due to binding to the SBU. Other spectral shifts
are related to the layer formation and a slight change in the energy of transition molecular
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Figure 2 — Absorption spectra for a monolayer, parallel, and sliding orientation structure
of the HHTP island with one SBU. The peak around 580 nm is related to the metal-linker
charge transfer contribution. The formation of the next layers shifts this band, but still this
characteristic transition occurs between 500-600 nm.

orbitals and their contributions in electronic transitions.

The next set of models included two and three SBUs in the extracted monolayer
fragments (see Figure 3). Spectra were calculated to see how the consideration of more
SBU-linker connectivities (i.e., changes in electron density delocalization due to more
connections to SBUs) influences absorption spectra. It can be seen that there are minimal
changes in the peak between 550-600 nm, but more changes occur in the UV region
originated from the HHTP linker and the new peak in the low energy range appears when
three SBUs are present. Moreover, much more absorption bands are visible with the
increase in the number of SBUs in the system. Comparing this data with the experiment,
we can conclude that the reduction of defects, in the sense of lacking non-SBU-coordinated
linker sites should trigger more absorption in the visible range, appearing the sample to
attain a darker (or black) color.

Considering the two SBUs in the stacked structures (see Figure 4), we see that the
ABARB stacking (marked as sliding) introduces splitting of the band at approximately 580
nm and its red-shift and blue-shift simultaneously. This indicates highly sensitive nature
of electronic transitions in the system and detectable changes in the structure using UV-
vis absorption. Due to the complexity of the stacked systems with three SBUs, even
more transitions happen (see Figure 5). Moreover, the multitude of transitions indicate
high absorption of the calculated fragments within a wide spectral range. Excitations
calculated with detailed explanation of transition orbitals to the most intense ones are
listed below.

From the calculations performed, we observe that the binding of SBUs by HHTP
linkers and stacking between MOF layers have a fingerprint in UV-vis spectra. It is
connected to the electronic structure of the linker and its change upon binding to Cu-based
SBUs. Less defective layers of Cuz(HHTP); should possess several sets of absorption
bands region with wavelengths longer than 400 nm.
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Figure 3 — Absorption spectra for a monolayer with zero, one, two, and three SBUs in the
structure. This may show evidence of the color change of the samples to darker ones, i.e.,
with increased coordination, more absorption bands appear, therefore, less light is reflected.
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Figure 4 — Absorption spectra for two SBU connected to the linkers models. The structures
are in monolayer, parallel, and sliding orientation.



1.0 emmmee—— ,

e o —— Monolayer, Metals: 3

' ' —— Parallel, Metals: 3

: i —— Sliding, Metals: 3
_ 0.8 ™ . S T fommmmmmman g
N ] ! : ] )
i) e 4 i | i
C ' ] 1 ]
2 : . ; ! l
< 0.6 A ,‘: \ : j :
g ! | KN |
] I__.::::::::;—J PELTITT LT LIS -
-~ 1 [ ]
: ' | | :
S 0.4 ! !
2 ' | H ;
© 024 , \lommmmmmmm A S 4

0.0 T T T T T 7 T
400 450 500 550 600 650 700 750 800

Wavelength (nm)

Figure 5 — Absorption spectra for three SBUs connected to the linker. The structures are
in monolayer, parallel, and sliding orientations.



Band Structure Calculations
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Figure 6 — The band structure of a fully relaxed 3D model of Cuz(HHTP )2 (optimization
of unit cell parameters and atomic positions) in a high-spin state. Solid lines are spin up
and dashed lines are spin down. The Fermi energy is set to zero.
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Figure 7 — The band structure of a 3D model of Cuz(HHTP ), where the planes where
confined to remain in hexagonal symmetry while unit cell parameters and atomic positions
were optimized in a high-spin state. Solid lines are spin up, and dash lines are spin down.
The Fermi energy is set to zero.






