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Development of Efficient and Scalable Synthesis of 5,15-Dioxaporphyrin (Graduate School of
Engineering, Kyushyu University) OTaiyou Tsutsumi, Soji Shimizu

In porphyrin chemistry, the heteroatom-substitution of carbon atoms at meso-positions has
attracted much attention because of the creation of novel properties that differ significantly
from those of regular porphyrin analogues. 5,15-Dioxaporphyrin (DOP), a 20mn-electron
antiaromatic compound developed in our laboratory, is an important class of compounds not
only for heteroporphyrin chemistry but also for the chemistry of antiaromatic compounds.”
However, our previous synthetic method has problems with low-yielding and small reaction
scales, limiting further research toward practical applications. In this study, we have developed
an efficient, scalable synthesis of DOP. Specifically, using the mesityl-substituted precursor,
we succeeded in improving the yield from the previous 20% range to 50% and achieving
synthesis at a 0.1 g scale by conducting the synthesis under high dilution conditions to suppress
intermolecular reactions. In this presentation, we will report on the optimization of synthetic
conditions, the established synthetic method, and its application to the synthesis of DOPs
bearing different kinds of meso-substituents.

Keywords : 5,15-Dioxaporphyrin; Porphyrinoids; Dipyrrin; high dilution, heterocycles
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Synthesis and properties of m-expanded molecules using half-pyrrolopyrrole aza-BODIPY
(‘Graduate School of Engineering, Kyushu University, *Advanced Research Support Center,
Ehime University) O Yuna Miyoshi,! Hideaki Karasaki,' Shigeki Mori,? Soji Shimizu'

Pyrrolopyrrole aza-BODIPY's (PPABs) exhibit intense absorption and emission in the visible
and near-infrared regions. PPABs are synthesized by activating the carbonyl group of
diketopyrrolopyrrole using titanium tetrachloride, followed by a reaction with heteroaromatic
amines and boron complexation.! By controlling the amounts of heteroaromatic amines, the so-
called half-PPAB with one remaining carbonyl group as a reaction site can also be synthesized.?

In this study, we have synthesized hetero-type PPABs bearing different heteroaromatic rings
by a stepwise reaction using half-PPAB. Compared with the corresponding homo-type PPABEs,
the hetero-PPABs exhibit redshifts of the fluorescence spectra due to the intramolecular charge
transfer interactions. In addition to the synthesis of hetero-PPABs, to enhance the reactivity of
half-PPAB, we have also synthesized S-half-PPAB, by converting the carbonyl group into a
thioketone group. In this presentation, we will report the synthesis and properties of a series of
hetero-type PPABs and S-half-PPAB.

Keywords : near-infrared dye, diketopyrrolopyrrole, aza-BODIPY
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Fig. Synthesis of hetero-PPAB and S-half-PPAB.
1) S. Shimizu, T. lino, Y. Araki, N. Kobayashi, Chem. Commun. 2013, 49, 1621.
2) T. Ishizaki, H. Karasaki, Y. Kage, M. Kamioka, Y. Wang, S. Mori, N. Ishikawa, T. Fukuda, H. Furuta,
S. Shimizu, Chem. Eur. J. 2021, 27, 12686.
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Conformation Analysis of Sulfur-Substituted Octaphyrins ('Graduate School of Science,

Osaka University, 2ICS-OTRI, Osaka University) OOto Ooyama,' Yosuke Kawazoe,'Shohei
Saito,! Ken-ichi Yamashita'?

Expanded porphyrins are porphyrin analogues that contains five or more aromatic rings such
as pyrrole and thiophene. These compounds are known for the skeletal flexibility, allowing
various conformations in the ground state. Expanded porphyrins composed of pyrroles, where
the heteroatom is nitrogen, are known to adopt planar and figure-eight conformations through
hydrogen bonding.

In this study, conformations of a sulfur-substituted octaphyrin, consisting of eight thiophene
units, were investigated. Conformational search using Global Optimizer Algorithm (GOAT)
was conducted to predict possible conformations, and then DFT calculation was performed for
each conformation to determine the Gibbs free energy in the ground state. Relative Gibbs free
energy, with the planar structure as a reference, suggested that multiple conformations are
accessible at room temperature (Top of figure). We will focus on both computational and
experimental perspectives.

Keywords : Expanded Porphyrins, Sulfur-Substituted Porphyrinoid, Conformational Switching,
Quantum Chemical Calculation
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1. B. Szyszko et al, Chem. Rev. 2017, 117, 2839-2909. BEBBMAIA T VDEEL
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Relationship between Antiaromaticity and Molecular Structure in Oxidized Cation Forms of
Rare-Earth Double-Decker Porphyrin Complexes ('Graduate School of Science, Osaka
University, 2ICS-OTRI, Osaka University) O Wataru Imanaka', Satoshi Toyama!, Shohei
Saito', Ken-ichi Yamashita'?

Stacked-ring aromaticity (SRA) refers to the exhibition of aromaticity in stacked dimers of
4nz conjugated rings. In this study, we attempted to develop a stacked system that exhibits
antiaromaticity. Based on the m-electron counting rules for classical aromatic and antiaromatic
systems, the antiaromaticity in stacked dimers of (4n+1)m cyclic conjugated radicals has been
predicted. Here we report on the cation forms of rare-earth porphyrin double-decker complexes,
and the relationship between structure and antiaromaticity of the complexes is discussed.
Keywords : Porphyrin,; Antiaromaticity, Radical; Stacked Dimer, Double-Decker Complex
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Table 1. "TH NMR Chemical Shifts and ?MPD in Each Complex.

H NMR Chemical Shift / ppm MPD /A

meso B1 B2 B3 B4 X-ray
1(C-5) 6.46 6.72 646 6.03 575 (no data)
1(C-6) 6.30 6.63 630 598 575 0.21,0.19
1(C-7) 6.17 6.54 6.17 5.98 5.81 0.18, 0.16

a) Mean plane deviation of each porphyrin ligand defined by 24 core atoms
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Synthesis of a B-Tetracyanoporphyrin-Lanthanum Double-Decker Complex ('Graduate

School of Science, Osaka University, 2ICS-OTRI, Osaka University.) OHaruna Sugimura,'
Ken-ichi Yamashita '

B-Tetracyanoporphyrins (CNTPP) have a high reduction potential due to the four cyano
groups. Previously, we achieved the synthesis of 20w antiaromatic isophlorins through two-
electron reduction of CNTPP and their metal complexes.!? In this study, we synthesized a
double-decker complex with the aim of the synthesis of cofacial stacked isophlorins (Figure
1). The target complex was successfully isolated as an anionic form [La(CNTPP),], and the
structure was determined by NMR analyses and X-ray crystallography (Figure 2). The redox
properties of the double-decker complex will be discussed.

Keywords : Antiaromatic, Isophlorin, Porphyrin, Double-decker complex, Redox properties
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Figure 1. The structure of Figure 2. Crystral structure of [La(CNTPP),] double decker
[La(CNTPP),]- double decker ~ complex. (a) top view and (b) side view. Counter cations and
complex. solvated molecules are omitted for clarity.

1) H. Sugimura, K. Nakajima, K. Yamashita and T. Ogawa, Eur. J. Org. Chem. 2022, €202200747. 2) H.
Sugimura, K. Nakajima and K. Yamashita, Asian J. Org. Chem., 2024, 13, €202400550.
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Metalation-Induced Skeletal Rearrangement of N-Confused Bilatriene Analogue Exhibiting
Intense Near-Infrared Absorption ('Graduate School of Science, Tokyo Metropolitan
University) OShunsuke Oka,' Masatoshi Ishida'

Open-chain tetrapyrrole compounds such as biliverdin and bilirubin exhibit unique
properties by binding with various metal ions, enabling them to absorb light across the visible
to near-infrared regions. These characteristics have garnered attention, positioning them as
important frameworks for applications in photofunctional materials. " In this study, we
discovered that novel bilatrienone metal complexes (Pd1-0/Pt1-0) were obtained through the
oxidative skeletal rearrangement reactions of a key bilatriene ligand (1) with palladium(II) and
platinum(1I) ions. 2 The resulting palladium(II) and platinum(II) complexes possess helical 7-
conjugated structures and exhibit highly intense absorption bands specifically in the near-
infrared region. Furthermore, these complexes were found to demonstrate relatively high
photothermal conversion efficiency.

Keywords : Porphyrin,; Coordination Chemistry, NIR- I light; Photothermal Conversion
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1) B. Basumatary, H. Tsuruda, D. W. Szczepanik, J. Lee, J. Ryu, S. Mori, K. Yamagata, T. Tanaka, A.
Muranaka, M. Uchiyama, J. Kim, M. Ishida, H. Furuta, Angew. Chem. Int. Ed. 2024, 63, ¢202405059.
2) S. Oka, A. Ghosh, S. Mori, B. Basumatary, H. Furuta, M. Ishida, J. Porphyrins Phthalocyanines, 2025,
accepted.
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Catalytic Synthesis of Norcorroles and Tetrapyrrins and Its Application (' Graduate School of
Engineering, Nagoya University, *Institute for Advanced Research, Nagoya University) O
Satoshi Kato', Hideaki Takano', Hiroshi Shinokubo'

Porphyrin derivatives are well-known as pigments and have attracted significant attention due
to their characteristic properties, such as photophysical properties and aromaticity. Norcorrole,
a ring-contracted porphyrin, has gained particular interest in recent years because of its distinct
antiaromaticity. However, conventional norcorrole synthesis has limitations due to the use of
an over-stoichiometric amount of low-valent nickel complexes. In this study, we have
developed a catalytic and selective synthesis of the dibromotetrapyrrins and norcorroles.
Furthermore, we have successfully transformed dibromotetrapyrrins into isocorroles and other
related porphyrin analogues.

Keywords : Norcorrole; Reduced Porphyrin; Antiaromatic Compound; Reductive Coupling,;
Cobalt Catalyst
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1) Kobayashi, N.; Shinokubo, H., et al. Angew. Chem. Int. Ed. 2012, 51, 8542—-8545.
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Selective Synthesis of Tetraarylethene Derivatives and Substituent Effects on Their
Spectroscopic Properties ('Graduate School of Environmental, Life, Natural Science and
Technology, Okayama University, *Graduate School of Engineering, Kyushu University, > Institute
for Advanced Study, Kyushu University, ‘Research Institute for Interdisciplinary Science,
Okayama University) OMia Suzuki,! Shun Watanabe,” Takuma Yasuda,® Yasushi Nishihara *

Tetraarylethenes are well-known for their aggregation-induced emission (AIE) properties.
Specifically, tetraphenylethene exhibits AIE behavior in the aggregated state due to the twisting
of its phenyl groups and the formation of intermolecular C—H-z hydrogen bonds between the
hydrogen atoms of one phenyl group and the adjacent phenyl group.” Previously, our
laboratory reported the regio- and stereoselective synthesis of multisubstituted olefins via
silylborylation.  In the present study, we successfully synthesized a series of tetraarylethene
derivatives bearing various substituents and systematically investigated their AIE properties.
Furthermore, the influence of substituents on the aryl groups on the spectroscopic properties of
these compounds was examined and is discussed herein.

Keywords : Tetraarylethenes, Spectroscopic Properties; x-Conjugated Molecules; Suzuki—
Miyaura Coupling; Aggregation-Induced Emission (AIE) Properties
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SAREAR R B REERE LD 2, £ ZCTAMZETIE, LFOARKIZEY,
Kex RBEWEZHTHT I 7 ) — LT UFEAEARL, 7 U —E Eo@Ea L
23 AIE FeEIZ 5 2 5B DWW TRAE LT,

Ar'-l (2.5 equiv)

Pd(OAc), (2 mol %) PdCl,(dppf) (5 mol %)
t 0 PhMe,Si Bpin i
Ph—— P + PhMe,Si~Bpin ‘OctNC (30 mol %) 29l 3 M KOH ag. (3 equiv)
toluene, reflux, 4 h PH Ph THF,7I‘7LO/12 h
1 2 51% 3 °
1 equiv 2 equiv
(T equiv) (2 equiv) AR-B(OH), (1.5 equiv)
Pd(PPh3)4 (10 mol %)
] ] Brs, (1.5 equiv) ] 2 M K,CO3 ag. (3 equiv) 5 .
PhMe,Si,  Ar NaOMe (2.5 equiv) B"; _ :Ar TBAB (10 mol %) Ar>_<A’
Ph Ph -78°C,5minthenrt,2h ph Ph toluene, 90 °C, 12 h Ph Ph
4 (Ar! = Ph; 94%) 5 (Ar! = Ph, A2 = 4-CF;CqHy; 95%)

1) Z.Zhao,J. W.Y. Lam, B. Z. Tang, J. Mater. Chem. 2012, 22, 23726.
2) J. Jiao, K. Nakajima, Y. Nishihara, Org. Lett. 2013, 15, 3294.
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Development of Asymmetric MR-TADF Blue Material by Sequential Borylation (Faculty of
Science, Kyoto University', Graduate School of Science, Kyoto University’) OXKeisuke
Kimura,' Masahiro Hayakawa,” Takuji Hatakeyama®

Thermally activated delayed fluorescence (TADF) materials, which theoretically offer 100%
internal quantum efficiency, are attracting attention for application in organic light-emitting
diodes (OLED). Recently, we have developed various MR-TADF materials with high color
purity, such as DABNA-1' and v-DABNA,? utilizing the multiple resonance (MR) effects of
boron and nitrogen. We have also reported on the development of new synthetic methodologies,
including one-pot borylation, one-shot borylation,* and sequential multiple borylation.” Herein,
we developed a blue MR-TADF material with an asymmetric molecular skeleton by combining
cross-coupling reaction between MR-TADF scaffolds and sequential borylation. The synthetic
details and photophysical properties of obtained compounds will be discussed.

Keywords : Thermally Activated Delayed Fluorescence (TADF), multiple resonance effect,
Sequential Borylation

BIEMACIBIE S (TADF) MEHE, Blis b 100%DONEE IR EZ RTZ DA
% EL ??%f\@ﬁﬁﬁﬁﬁ%ﬁﬁéh’(b\é UIFEETIEL, RURLERITL DL EILE
(MR) ZhRZFIH LIz akitic , EWEHIE 42555 MR-TADF #MECTH 5
DABNA-1' °v-DABNA2 DA k| &%L ZDOFHEHIEDHFIZIH VT H, one-pot
AR #EAL 3 R0 one-shot R U FEAL 4, BIRAIZ E R U FELSUR > A LT\ D,

A A%k~ 1%, DABNA ‘BH&[E 07 v 20 v 7 U v 7 ROG & BRI R 7 FALS
ERABGOE D Z LT, IR DB % & -OF B MR-TADF #EH &2 ARk L7z,
F72, HBonbAEWIE, O E4AE & DABNA-1 °v-DABNA ([CHR_EHRES 7
NLTEBN AR TRT RN DhoT=DT, AIEDTEM L i THRET 5,

X@%E“i@x 555 0
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1) Hatakeyama, T.; Shiren, K.; Nakajima, K.; Nomura, S.; Kinoshita, K; Ni, J.; Ono, Y.; Tkuta, T. Adv.
Mater. 2016, 28,2777. 2) Tanaka, H.; Oda, S.; Ricci, G.; Gotoh, H.; Tabata, K.; Kawasumi, R.; Beljonne,
D.; Oliver, Y.; Hatakeyama, T. Angew. Chem. Int. Ed. 2021, 60, 17910. 3) Hirai, H.; Nakajima, K.;
Nakatsuka, S.; Shiren, K.; Ni, J.; Nomura, S.; Ikuta, T.; Hatakeyama, T. Angew. Chem. Int. Ed. 2015, 54,
13581. 4) Matsui, K.; Oda, S.; Yoshiura, K.; Nakajima, K.; Yasuda, N.; Hatakeyama, T. J. Am. Chem.
Soc. 2018, 140, 1195. 5) Uemura, S.; Oda, S. Hayakawa, M.; Kawasumi, R.; Ikeda, N.; Lee, Y.; Chan,
C.; Tsuchiya, Y.; Adachi, C.; Hatakeyama, T. J. Am. Chem. Soc. 2023, 145, 1505.
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Characterization of Oligofuran (‘Gunma University, *Facult. Sci. Tech., Gunma Univ.,
3GUCFW) ODaichi Nakamura,' Syunsuke Beppu,” Yuya Tachibana,”* Kenichi Kasuya®”

For the molecular design of organic electronic material, T-conjugation is extended by linking
multiple aromatic rings. Although the aromatic rings in oligophenylene and oligothiophene are
twisted, those in oligofuran perfectly coplanar. As a result, oligofuran exhibits unique
photochemical properties due to the effective extension of n-conjugation. In this presentation,
we synthesized oligofurans consisting of 1, 2, and 4 furan rings and evaluated the
photochemical properties. Especially, the crystal of disilylquarterfuran (DSQF) was exhibited
not only excellent fluorescent properties but also metallic luster.

Keywords : biomass, oligofuran, metal luster, fluorescence emission

HHEE A Oy TG CIIHEFROBAEIC L D o ROIENEATH D, 4V T
T UERIIA) IR RA ) IF AT 2 B R HEAE L TLETOF
HAFE—FE AL E WO R AE AT 5, ZORE, « ORI 7RYLRITIE O Fr
F72 AT HIRRE DR BLNIIF S D, AWFFEE TIXIERT B SA 4~ 2 B ARATEE
BR7 T VBRERNEA) AT T OERFIEERBLTE T AR TIE L, 2, 4 H
D7 T B LAY 277 AL (Figure 1a), & DI RaOR AR 217
Rol-fERAWET D, £12. 70240 LI +— % —T7 5 L OmiRIIZY
AFNE Fad ULVEEPBALLESS UL 3 —F—T 5 AZB W TITEN -3
FPE7Z 1T T <R e B IR %Z 7~ L7z (Figure 1b),

a) b)
1) n-BuLi, TMEDA
{/ \5 2) CuClp /' \_ o
o THF R
Inedible biomass Furan Bifuran
1) n-BuLi, TMEDA 1) n-BuLi, TMEDA
2) CuCl, I\ o [\ o 2)HSiMexCl LAY o LY o aH
—_—— —_—»  _Si
THF o \ ) o \ THF H \ ) \ / o \ /) \
Quaterfuran (QF) Disilylquaterfuran (DSQF) A

Figure 1. a) Synthetic route of quarterfuran (QF) and disilylquaterfuran (DSQF). b) Metallic
luster crystal of DSQF
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Synthesis and Physicochemical Properties of D-n-A-n-D Compound Having Phenoxazine as

the Electron Donors, Dibenzophenazine as the Acceptor, and Thianthrene as the n-Linkers
(Graduate School of Engineering, Osaka University) O Yudai Imotani, Youhei Takeda,

Satoshi Minakata

At the last CSJ annual meeting, we reported the synthesis of through-space charge transfer
type donor-m-acceptor-n-donor (D-m-A-n-D) compound 1 that is composed of two
phenoxazines as the Ds, one dibenzophenazine as the A, and two xanthenes as the n-linkers."
Compound 1 displayed delayed fluorescence in host polymer matrices. In order to investigate
the influence of the n-linker in D-n-A-n-D compounds on their luminescent properties, herein,
we designed and synthesized a new D-n-A-n-D derivative 2 containing thianthrene n-linker
that has a longer distance between D- and A- connecting position than that of xanthene. A heavy
atom effect was also expected. Investigation of the photophysical properties revealed that
compound 2 showed dual emission in solution.

Keywords : Thermally Activated Delayed Fluorescence; Through-Space Charge Transfer,
Thianthrene; Donor-Acceptor

KA IIMEEORFERZIZBNC, 7=/ XYV EET RF— (D), VXY 7=
FOVEEST 7T — (A) ELT, INDLEXY T -V =) A LT
AL L2 AL — A — R EMBE D-n-A-n-D 55+ 1 28R L. AR ~—~ U v/
AP TEIEHO 2T Z & amE Lz Y, AR D-n-A-n-D 5 FIiZBiF 5 n-U o —
INFENFFEIZ G- 2 2 B OWTHRET 2720 MEAMEOHBENR T X0 b
B, HREFIOIRLIGETELTF T ML ZHHl -V o 1 — & L TRIRL7Z D-n-
A-n-D 5312 BEREE - AR LT, Ui T ONMNEE RN & 2 A, IWiRP T ER
FwmRT e E R LT,

1) HHEE REFEE, mTEE, AR ERE 104 BEFL, E1113-2pm-08 (2024)
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Synthesis and Mechano-Responsive Investigation of Luminescent Polyurethanes Utilizing D-
n-A-n-D Molecule Composed of Dibenzophenazine as Acceptor, Phenoxazine as Donors and
xanthene as Linkers (Graduate School of Engineering, Osaka University) O Keishi
Matsumura, Youhei Takeda, Satoshi Minakata

Mechanochromic polymers containing molecular skeletons which change their optical
properties in response to mechanical stimuli have been intensively studied. Given a
mechanochromic polymer that can exhibit thermally activated delayed fluolescence (TADF) is
developed, a highly sensitive detection of mechanical stress based on the change in emission
wavelength and emission lifetime. We have previously synthesized D-n-A-n-D molecules
utilizing dibenzophenazine as the electron acceptor (A), phenoxazine as the electron donors
(D), and xanthene as the m-linkers". In this study, we designed and synthesized novel TADF
polyurethanes incorporating a D-n-A-n-D molecule with a triethylene glycol chain on the donor
nitrogen atom into the main chain, expecting the emergence of mechanochromism based on the
conformational flexibility of the D-mn-A-m-D molecule. The mechanical response of the
photophysical properties at the polymers was also investigated.

Keywords : Charge Transfer; Donor-Acceptor, Mechanophore; Thermally Activated Delayed
Fluorescence; Mechanical Stimulation
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1) FH &&E ®E FF EA EE, BAEFEE 104 HFF2, E1113-2pm-11 (2024)
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Thermally Activated Delayed Fluorescence of Through-Space Charge Transfer Type
Compounds Comprising Dibenzophenazine as the Electron Acceptor and Phenoxazine as the
Donors (Graduate School of Engineering, Osaka University) ONae Aota, Youhei Takeda,
Satoshi Minakata

D-n-A compounds with a through-space charge transfer (TSCT) nature that are composed of
a donor (D) and an acceptor (A) units linked through a n-linker can emit thermally activated
delayed fluorescence (TADF), due to the spatial separation of the HOMO and LUMO. In
addition, rigid D/A stacked conformations of D-n-A compounds would suppress nonradiative
decays, and therefore, high emission efficiencies would be expected. At the last CSJ annual
meeting, we reported the synthesis and photophysical properties of D-n-A-n-D compound 1
that is composed of two phenoxazine as the Ds, one dibenzophenazine as the A, and two
xanthenes as the n-linkers.” Compound 1 exhibited delayed fluorescence at 590 nm in host
matrices. Herein, we revealed that the emission of 1 is assigned to thermally activated delayed
fluorescence (TADF) based on temperature-dependent time-resolved spectroscopy. The OLED
device fabricated with 1 as the emitter shows excellent performance with an external quantum
efficiency (EQE) of 11%. Furthermore, D-n-A compound 2 was synthesized as a reference, and
its photophysical properties were compared with that of 1.
Keywords : Through Space; Charge Transfer; Intersystem Crossing; Donor-Acceptor;
Thermally Activated Delayed Fluorescence
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1) HHAE REFEY, MR, BREFRE 104 £, E1113-2pm-11 (2024)
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Deep-red Emitting Copper(l) Complexes with Minimized Skeletal
Vibrations and Configurational Disorder

(‘Department of Chemistry, The University of Tokyo) OShota Fukuma', Jiauri Fu', Takayuki
Nakamuro', Rui Shang', Eiichi Nakamura!

Keywords: Luminescence, Cu(I) Complex, Color Purity, Rigidity, Entropy

Luminescent copper(I) complexes have garnered significant attention for their potential
applications in optoelectronics due to their excellent emission properties.' However, their
intrinsic structural flexibility often results in broad emission with low color purity, limiting the
achievement of deep-red emission”. To address this challenge, we incorporated a strained® and
rigid* metalaphosphadicyclopenta[a,flpentalene (MDPP) motif into Cu(I) complexes by
utilizing trisphosphine ligands with a 1H-indene-2,3-diyl backbone (ITP, BITP).> Herein, we
present the synthesis, structural characterization, and emission properties of (B)ITP-CuX and
related congeners, which exhibit genuinely deep-red emission with narrow full-width-at-half-
maximum (FWHM) values as small as 53 nm. Unlike the broader emissions observed in prior
studies, these materials demonstrate color coordinates that are remarkably close to pure red on
the CIE diagram. Furthermore, entropy of disorder measurements for the emissive crystals,
conducted using a recently developed statistical mechanical method, revealed a quantitative
positive correlation between FWHM values and the number of microstates (degrees of
freedom) within the crystals. This finding not only validates our design strategy but is also
expected to provide a general design principle for achieving sharply emissive metal complexes.

(a) (b) (c)
strained MDPP framework 80
* minimized disorder 0.8 mITP-CuBr . |R2=0.951
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T ¥
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]
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Figures. Brief summary of this project. (a) Design of MDPP framework with strained
coordination geometry. (b) Deep-red emission from MDPP-based Cu(l) complexes. (c)
Experimentally determined entropy of disorder ( 4 S4) of Cu(I) complexes.

1) Mahoro, G. U.; Fernandez-Cestau, J.; Renaud, J.-L.; Coto, P. B.; Costa, R. D.; Gaillard, S. 4dv. Opt.
Mater. 2020, 8, 2000260. 2) Gernert, M.; Balles-Wolf, L.; Kerner, F.; Miiller, U.; Schmiedel,
A_; Holzapfel, M.; Marian, C. M.; Pflaum, J.; Lambert, C.; Steffen, A. J. Am. Chem. Soc. 2020, 142,
8897-8909. 3) Tsuji, H.; Nakamura, E. Acc. Chem. Res. 2019, 52, 2939-2949. 4) Zhang, J.; Duan, C.;
Han, C.; Yang, H.; Wei, Y.; Xu, H. Adv. Mater. 2016, 28, 5975-5979. 5) Fukuma, S.; Fu, J.; Nakamuro,
T.; Shang, R.; Nakamura, E. Angew. Chem. Int. Ed. 2024, ¢202416583.
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