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ABSTRACT: Photoexcited molecules enable novel chemical
transformations by exhibiting unique redox and photosensitizing
properties. While various molecular photocatalysts have been
developed, the ones that can facilitate a wide array of reactions
remain scarce, and many existing photocatalysts lack the structural
flexibility required for fine-tuning their properties. In this study, we
introduce the pyridinium(boron) motif as a versatile fluorophore,
forming a highly tunable family of organic photocatalysts with
extensive applicability. The model compound Ph(dppy)BOMe
showcases exceptional photoredox activity and energy transfer
capabilities, rivaling those of widely used established photo-
catalysts. By strategically tailoring the substituents to suit specific
catalytic reactions, we demonstrate that these catalysts can be
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optimized for divergent reactions requiring distinct redox characteristics. The straightforward modular synthesis and flexible
tunability of pyridinium(boron) fluorophores position them as promising candidates for advanced photocatalytic applications.

1. INTRODUCTION

The photoexcitation of molecules results in the formation of
excited states that exhibit properties distinct from their ground
states, including unique redox and photosensitizing capabil-
ities.'”'® By harnessing these properties, chemists can facilitate
chemical transformations™®'"'*'**® that are not possible
within the constraints of the ground state potential energy
surface. To date, a diverse array of fluorophore molecules,
encompassing both organometallic and purely organic dyes,
has been employed as photocatalysts (PCs) to enable
photoredox and energy-transfer catalysis, leading to numerous
novel photochemical transformations (Figure
1A). V2112101720 Bach class of PC displays unique redox
and photosensitization characteristics, making them suitable
for a variety of specific reactions.

A review of several representative PCs utilized in synthetic
studies indicates that, while organometallic compounds remain
prevalent, there has been a significant increase in the
application of organic PCs. Notably, 4CzIPN has emerged as
a particularly effective fluorophore, with its utilization markedly
increasing since its identification as a highly efficient PC in
2016.* Mechanistically, 4CzIPN possesses an optimal excited
state lifetime and favorable redox potential windows for both
reductive quenching (E,4* = +1.35 V, E, .y = — 1.21 V vs SCE)
and oxidative quenching (E,* = — 1.04 V, E,, = +1.52 V vs
SCE), rendering it well-suited for interaction with a broad
array of redox-active substrates.”’ Additionally, its moderate
triplet energy (53 kcal/mol) enhances its versatility, renderin
it an efficient triplet sensitizer for energy transfer catalysis.”
However, the core structure of this photocatalyst, which
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consists of four donor units paired with a phthalonitrile
acceptor moiety, presents limitations in tuning its redox
properties. Specifically, modifying the redox characteristics
necessitates the introduction of multiple altered donor units,
while the acceptor component typically remains constant.”*
This constraint complicates the synthesis of modified Cz-PN
photocatalysts and restricts the range of modifiable redox
potentials. Therefore, there is an urgent need to identify novel
fluorophore molecules that possess a simple and compact
structure, with independently tunable donor and acceptor
components. Such advancements could lead to the develop-
ment of alternative PCs that complement or even surpass the
capabilities of 4CzIPN across a broad spectrum of photo-
catalytic applications.

Our group has been exploring N-boryl pyridyl anion
chemistry since 2017.”> We discovered that the reaction of a
diboron(4) compound, a pyridine molecule, and a methoxide
anion yields the N-boryl pyridyl anion, which has been
identified as a photoredox-active species that can be excited
under visible light. This structure exhibits extreme reduction
potentials, enabling a series of challenging single-electron
reduction reactions (Figure 1B)."”***” This finding suggests
that the N-borylpyridine structure could serve as a unique
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Figure 1. Catalysts involved in homogeneous photocatalysis. (A) Properties of representative molecular photocatalysts and their trend in synthetic
use. (B) N-Boryl pyridyl anion chemistry and a postulated molecular redox system based on preorganized pyridinium(boron) motif. (C)
Established applications of the pyridinium(boron) motif. (D)Photoredox and energy transfer catalysis enabled by pyridinium(boron) fluorophores

(this work).

modular fluorophore with distinct photoredox properties.
Building on this insight, we hypothesize that pyridinium-
(boron) motifs, wherein the N-borylpyridine structure is
preorganized through covalent bonding, may serve as the
fluorophore for a new type of photocatalyst.

A review of the literature reveals that the preorganized
pyridinium(boron) structure, 2,2’-(pyridine-2,6-diyl)-

diphenolate boron, has been designed and investigated for
applications in organic light-emitting materials and radical
chemistry (Figure 1C). Wang, Zhang, and co-workers utilized
2,2’-(pyridine-2,6-diyl)diphenolate boron fluoride as an
electroluminescent molecule in organic light-emitting devices
(OLEDs)*” and further explored the performance of various
derivatives.”®*" The Yam group developed 4-donor-substi-
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Figure 2. Synthesis and properties of Ph(dppy)BOMe (1a). (A) Synthetic route and XRD structure of 1a. (B) Cyclic voltammetry diagram of 1a in
MeCN. (C) UV—vis absorption and fluorescence spectra of 1a in MeCN. (D) Time-correlated single photon counting spectrum of 1a in MeCN
(455 nm laser excitation, 490 nm probe). (E) TA spectra of 1a in MeCN with 355 nm laser pulse excitation. (F) Kinetic trace for the decay of the
excited transient species monitored at 528 nm. (G) Hole—electron analysis of S, — S, excitation and the spin density of T|.

tuted 2,2’-(pyridine-2,6-diyl)diphenolate boron fluoride specif-
ically for use as thermally activated delayed fluorescence
(TADF) OLED emitters.””*” Sumida, Ohmiya, and co-
workers utilized 2,2”-(pyridine-2,6-diyl)diphenolate alkylboron
as a reagent for generating alkyl radicals upon photoexcitation,
which has been applied in several synthetic radical
reactions.”” ™’ Interestingly, despite the characterization of
the excited state properties of these pyridinium(boron)
compounds in numerous studies,’””*
absence of research examining the potential of this fluorophore
as a photocatalyst.

there remains a notable

Inspired by the architecture of the existing 2,2’-(pyridine-
2,6-diyl)diphenolate boron complex, we focus on the molecule
Ar(dppy)BX (1). This molecule features a simple structure
with independently tunable donor and acceptor components,
allowing for modular synthesis. Therefore, we aim to
investigate its potential as an efficient photocatalyst (Figure
1D). Herein, through a comprehensive investigation of the
photophysical and photochemical properties of this molecule,
we demonstrate that the Ar(dppy)BX fluorophore could
effectively serve as an organic photocatalyst with both
photoredox and energy transfer (EnT) capabilities. The
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Figure 3. Photochemical properties of Ph(dppy)BOMe (la). (A) Single electron oxidation of PMP by the singlet excited state of la. (B)
Fluorescence quenching experiment employing varied concentrations of PMP. (C) Comparison of the steady-state EPR spectrum of the
photoinduced reaction between 1a and PMP (top) and that of the independently prepared 1a®~ by chemical reduction (bottom). (D) Comparison
of the simulated steady-state EPR spectrum of PMP*" and the transient EPR spectrum of the photoinduced reaction between 1a and PMP acquired
by U-PSD TREPR. (E) Single electron reduction of MV?* by the excited state of la. (F) Fluorescence quenching experiment employing varied
concentrations of MV?*. (G) Transient absorption spectra of the system at varied time delay. (H) Transient absorption kinetics of MV**. (I)
Energy transfer between the triplet excited state of la and trans-stilbene. (J) Quenching experiment employing varied concentrations of trans-
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versatility of the Ar(dppy)BX motif as a broad-spectrum
photocatalyst in synthetic applications has been substantiated
through its successful performance in various photocatalytic
reactions. The ease of structural modification of this photo-
catalyst enables it to meet diverse requirements in different
photocatalytic processes.

2. RESULTS AND DISCUSSION

2.1. Synthesis and Photophysical Properties of the Model
Fluorophore Ph(dppy)BOMe

The model compound Ph(dppy)BOMe (1a) was synthesized
in four steps with an overall yield of 41%, whose structure of
was confirmed through single-crystal X-ray diffraction (XRD)
analysis (Figure 2A). Cyclic voltammetry (CV) revealed a
reversible reduction wave (E;,(la/1a®") = — 1.53 V vs
saturated calomel electrode, SCE, denoted as E,.4(1a)) and an
irreversible oxidation wave (E,,(1a**/1a) = +1.57 V vs SCE,
denoted as E_,(1a)) for 1a (Figure 2B). These findings imply
that 1a®~ acts as a moderately strong single-electron reductant,
while 1a®" demonstrates moderate oxidizing capability and
may encounter degradation in actual catalytic reactions.

Photophysical studies of compound la were conducted in
acetonitrile (Figure 2C). UV—vis spectroscopy revealed a
maximum absorption peak at 385 nm; fluorescence spectros-
copy showed an emission peak at 466 nm; phosphorescence
spectroscopy exhibited peaks at 477 and 502 nm. These results
indicated that the singlet excited state energy (Eg) of la is
approximately 2.93 eV and the triplet energy (Er) of la is
approximately 2.71 eV. These characteristics align with similar
(dppy)B complexes reported in the literature,”” confirming the
(dppy)B motif as an effective fluorophore. Application of the
Rehm—Weller equation (see Figure SS for corresponding
Latimer diagram) indicated that la possesses strong excited-
state oxidizing ability (E,.4* = +1.39 V vs SCE) and moderate
reducing capability (E,* = — 1.35 V vs SCE).

Compound 1a showed a singlet state (S;) lifetime of 4.1 ns
in time-correlated single photon counting (TCSPC) experi-
ments, which is sufficient to facilitate bimolecular reactions in
solution (Figure 2D). Nanosecond transient absorption (TA)
spectroscopy revealed a longer-lived species with an absorption
maximum at 528 nm (Figure 2E) and a lifetime of 6.1 us
(Figure 2F). The lifetime decreased in aerated MeCN,
suggesting that it corresponds to the triplet excited state of
1la (Figure S7).

Time-dependent density functional theory (TD-DFT)
calculations on la were employed to gain a deeper under-
standing of its excited-state (Figure 2G). Hole—electron
analysis™® revealed that electron transfer from phenolate to
pyridine subunit during S, = S, excitation. For the T state of
1a, electron spin density analysis revealed that the spin density
was distributed across both the pyridine and phenolate
moieties. These results indicated that the 1a’s excited states
display partial charge separation (consistent in both S; and
T,), resembling a system with an electron-rich pyridylboron
radical and an electron-deficient phenolate boron radical
cation.

The electrochemical and photophysical properties of la
facilitate a comparative analysis of the Ar(dppy)BX fluoro-
phore and 4CzIPN. In the context of reductive quenching, 1a
(Ereg® = +1.39 Vand E, .y = — 1.53 V vs SCE) demonstrates a
similar yet broader redox window compared to 4CzIPN (E,4*
= +1.35 V and E,4 = — 121 V vs SCE). Under oxidative

quenching conditions, 1a (E.,* = — 1.35 Vand E,, = +1.57 V
vs SCE) also exhibits a border redox window than that of
4CzIPN (E,* = — 1.04 V and E, = +1.52 V vs SCE).
Additionally, the Er of 1a (62 kcal/mol) significantly exceeds
that of 4CzIPN (58 kcal/mol).” Although the excited state
lifetimes of 1a (73 = 4.1 ns, 7 = 6.1 us) are shorter than those
of 4CzIPN (7 = 18 ns, 17.8 us), they remain adequate for
facilitating bimolecular interactions with substrates. Reverse
intersystem crossing behavior was not observed for 1a, due to
its greater singlet—triplet energy gap (AEgr). Based on these
characteristics, it can be inferred that la possesses photo-
catalytic performance that is not only comparable to but may
also surpass that of 4CzIPN, particularly in reductive
quenching and energy transfer catalysis.

3. PHOTOCHEMICAL PROPERTIES OF
PH(DPPY)BOME

To correlate the photophysical properties of la with its
chemical reactivity, interactions between excited 1a (1a*) and
quencher molecules were investigated.

Pempidine (PMP) was used to probe the redox properties of
1a*. The singlet excited state (S;) of la exhibited sufficient
reduction potential (E,.¢* = +1.39 V vs SCE) to oxidize PMP
(E,, = +0.73 V vs SCE"), forming PMP radical cation
(PMP**) and 1a*~ (Figure 3A). This photoinduced electron
transfer (PET) process allowed us to investigate the photo-
redox properties of the Ar(dppy)BX fluorophore.

Quenching experiments revealed a linear increase in the
fluorescence decay rate with increasing PMP concentration,
yielding a quenching rate constant kg of 7.8 X 10° M~'s™"
(Figure 3B). Further TA kinetic studies showed that the
presence of PMP significantly reduced the formation of the T
state of 1a (Figure S16). These results suggest that the S, state
of Ar(dppy)BX has a highly efficient interaction with PMP and
primarily governs the photoredox process, rather than the T,
state.

The photoredox process was further validated by observing
product radicals. Steady-state electron paramagnetic resonance
(EPR) detected the radical anion 1a®”, formed through
reductive quenching of excited 1a* by the amine. Its identity
was confirmed by comparing the EPR spectrum with that of
1a*~ independently synthesized via chemical reduction of la
using KCq (Figure 3C). These observations align with the
stability of 1a®~ suggested by the reversible reduction peak in
CV diagram.

The direct observation of another product radical, PMP**,
provided compelling evidence for the PET process. Despite
that the detection of transient PMP** by conventional EPR
technique is not possible, we settled this challenge by
employing our newly developed ultrawide single sideband
phase-sensitive detection (U-PSD) time-resolved EPR techni-
que*' to investigate the interaction between compound 1a and
PMP. The characteristic time-resolved EPR spectrum of
PMP**, observed with a delay time of 0—1 s, showed a
splitting pattern revealing hyperfine interactions involving "*N
and f—C—-H (ay = 2.04 mT, 3ay = 2.75 mT), which are
consistent with previously reported values (Figure 3D).** The
spectrum also exhibited polarization with an absorption-
emission pattern centered near the g-value of 1a®~, suggesting
the formation of a singlet radical-pair during the electron
transfer process.” This observation indicates that the S, state
of 1a plays a predominant role in facilitating the PET process,
corroborating our TCSPC results. By tracking the character-
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trimethyoxybenzene as an internal standard.

istic peaks in the EPR spectra, we can observe the decay
kinetics of PMP*", revealing a lifespan of approximately 7 us
(Figure 3D, right). Collectively, these findings provide a
comprehensive understanding of the reductive quenching of
1a*, supported by extensive spectroscopic and kinetic data.

24955

Methyl viologen bis(hexafluorophosphate) (MV?**) was
employed as a probe to investigate the oxidative quenching
process of la (Figure 3E). Fluorescence quenching experi-
ments revealed a linear increase in the observed decay rate as a
function of MV?*" concentration, yielding a quenching rate
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constant (ky) of 1.2 x 10" M~'s™" (Figure 3F). Nanosecond
TA spectroscopy allowed for the clear observation of the
resulting MV*®", which is consistent with previously reported
spectrum (Figure 4G).***> Notably, although most generated
MV** underwent immediate charge recombination (CR) with
1a®, a significant fraction of MV*" persisted in the system 4
ms after the excitation pulse. Quantitative kinetic analysis of
the MV*" signal indicated that approximately 15% of the 1a®*
species underwent degradation following a single excitation
pulse (Figure S13), and the remaining population of 1a**
underwent CR with MV** with a kg of 8.0 X 10° M~ 's™,

Trans-stilbene (Ep = 49 kcal/mol*®) was employed to study
the photosensitization properties of la* (Figure 3I). TA
kinetic studies showed a significant decrease in the lifetime of
1a* with increasing [trans-stilbene], yielding a kq, of 8.64 X 10
M~ 's™! (Figure 3]). Additionally, TCSPC experiments
confirmed that the fluorescence lifetime of la remained
unaffected by trans-stilbene, indicating that trans-stilbene does
not interact with the S, state of 1a (Figure S9).

Overall, these experimental results demonstrate that
compound 1la functions effectively as both a photoredox-active
molecule (in both direction) and a triplet sensitizer. This dual
capability enables it to facilitate either single-electron transfer
or energy transfer with substrate molecules, similar to the
behavior observed with 4CzIPN. Consequently, this character-
istic positions la as a promising candidate for advanced
photochemical applications.

4. APPLICATION OF AR(DPPY)BX AS
PHOTOCATALYSTS IN SYNTHESIS

4.1. Assessment of the Photocatalytic Performance

4.1.1. Photoredox Catalysis. To evaluate the perform-
ance of photocatalyst 1a, we tested several photoinduced redox
reactions. In direct SET oxidation reactions (Figure 4A), such
as the decarboxylative alkylation of proline derivative 6*” and
the formal [3 + 2] cycloaddition of ‘BujP with terminal
alkynes, 1a exhibited yields comparable to the widely used
photocatalyst 4CzIPN."® These reactions involve critical steps
such as single-electron oxidation and radical generation, where
la performed reliably.

In reductive quenching reactions (Figure 4B), la out-
performed 4CzIPN in the defluorinative alkylation of
benzotrifluoride (yield of 11: 83% vs 19%) and a Birch-type
reduction of anthracene. The defluorinative alkylation, which
used cesium formate as the reductant, proceeded smoothly
without requiring the HAT catalyst PhSH.* Similarly, the
Birch-type reduction usin§ Et;N as the reductant achieved
superior results with la.” These findings underscore the
competence of la in many advanced photoredox processes.
However, we found that in carboxylation reaction of benzylic
tertiary C—H bond with CO,°”"" 1a was less reactive than
4CzIPN, suggesting that catalysts with different structural
characteristics exhibit distinct advantages in photocatalysis (see
Supporting Information Section 7.5).

4.1.2. Energy-Transfer Catalysis. The potential of 1a as
an energy transfer (EnT) catalyst was explored using probe
molecule 14, which undergoes a Hofer—Moest reaction or a
Kolbe dimerization under single-electron transfer or energy
transfer conditions respectively (Figure 4C).>* Previous studies
indicated that photocatalysts with low E; values initiated a
photoredox process to yield product 15a, while those with
higher E values facilitated a photosensitization process to give

product 15b. Thus, the chemoselectivity of this reaction serves
as an indicator of the role of the photocatalyst: la
predominantly yielded product 15b (86%) with minimal 15a
(3%), confirming its efficacy as an EnT catalyst.

Given its high Er of 62.5 kcal/mol, comparable to efficient
triplet sensitizers like [Ir(dF-CF;-ppy),(dtbbpy)]PFs and
surpassing Ir(ppy)s, 4CzIPN, and Ru(bpy);**, we hypothe-
sized its potential in realizing more challenging EnT catalytic
reactions. This was validated using an intramolecular [2 + 2]
cycloaddition of substrate 16, which has a high Ep (~62 kcal/
mol) (Figure 4D).***% In this benchmark reaction, la
outperformed catalysts with lower Ep values and showed
comparable effectiveness to [Ir(dF-CF;-ppy),(dtbbpy)]PFq.

A broader survey demonstrates the utility of 1a as a highly
efficient photocatalyst across a series of EnT reactions, where it
outperforms benchmark organic photosensitizers (Figure 4E).
For instance, in the photoisomerization of oxime 28 reported
by the Rovis group using Ir complexes,* 1a outperformed
4CzIPN by driving the reaction to near completion within 10
min. Furthermore, in the [2 + 2] cycloaddition of 4-
hydroxycoumarin derivatives 29, which conventionally requires
UV light (300 nm),>” Ir catalysts (415 nm),*® or specialized
aminoboranes (390 nm),”” 4CzIPN proved inactive, whereas
la exhibited satisfactory efficiency under 400 nm irradiation.
Similarly, in the photochemical ring expansion of oximes
recently reported by Huang and co-workers, visible-light
reactivity was previously exclusive to Ir complexes.”® Under
400 nm irradiation, la successfully promoted this trans-
formation, while 4CzIPN completely failed. These results
establish 1a as a versatile organic EnT catalyst and a viable,
metal-free alternative to established iridium-based systems in
certain cases.

Based on these experimental evaluations, we propose that
the pyridinium(boron)-based molecule la can serve as a
versatile photocatalyst across a diverse range of photochemical
reactions.

4.2. Photocatalyzed Switchable 1e/2e-Oxidation of
Amines

The utility of photocatalyst 1a in synthesis was demonstrated
by its application in the photocatalyzed switchable single
electron/double electron oxidation of amines. The direct a—
C—H functionalization of amines has garnered significant
attention, particularly within the realm of photoredox catalysis.
A breakthrough by the MacMillan group revealed that dialkyl
anilines can undergo a—C—H arylation with electron-deficient
benzonitriles using Ir(ppy); as a photocatalyst, yielding
benzylic amines.”” This process involves the le-oxidation of
the amine substrate by the excited state of the photocatalyst,
producing an aniline radical cation, which subsequently
undergoes deprotonation at the a-position to generate an a-
amino radical. This transformation has also been successfully
achieved through an electrochemical endeavor invoking paired
electrolysis® and via photoinduced reactions involving
electron donor—acceptor (EDA) complexes.”’ On the other
hand, it has been demonstrated that the same substrates can
undergo 2e-oxidation under both photocatalytic and electro-
chemical conditions, leading to the formation of iminium ions,
which can ultimately yield a-cyanoamines as final products.
The control of le/2e-oxidation reaction pathway of the
amine substrate represents a major challenge in this chemistry.
The Luo group reported an electrochemical strategy to
selectively control le/2-electron oxidation by employing
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Figure S. Substrate scope and the selectivity trend of a-arylation and a-cyanation reactions of amines catalyzed by Ph(dppy)BOMe. *Reaction
conditions: 18 (1.5 equiv), 19 (0.5 mmol, 1.0 equiv), 1a (5 mol %), Cs,CO; (1.5 equiv) in 2 mL of DMAc (N,N-Dimethylacetamide), 20 W LED,
Ar atmosphere, rt, 2 h. Yields of isolated products are reported. "Reaction conditions: 18 (3.0 equiv), 19 (0.5 mmol, 1.0 equiv), 1a (5 mol %),
NaOAc (2.0 equiv) in 2 mL of DMAc, 20 W LED, Ar atmosphere, rt, 24 h. Yields of isolated products are reported. “Site Selectivity: CH;:CH, =
7:1. Yreaction time: 12 h. “Site selectivity: CH;:CH, = 3:1. ‘Tuning of arylation/cyanation selectivity were determined by isolated yield. Isolated
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varying alternating current (AC) and direct current (DC)
electrolysis, achieving moderate selectivity.”” However, to date,
there have been no reports detailing the successful control of
le/2e-oxidation pathways in photocatalytic systems.

We observed that, the choice of reaction conditions
significantly influenced the le/2e-oxidation pathway of the
aniline substrate 18 when utilizing 1a as the photocatalyst. By
varying these conditions, we successfully directed the reaction
toward the formation of either the a-arylation product 20 or
the a-cyanation product 21 (Figure 5). For the a-arylation of
amine 18 with benzonitrile 19, the optimal conditions were
established as the use of a catalytic amount of 1a, 450 nm LED
irradiation, and Cs,COj5 as the base. This reaction exhibited a
broad substrate scope, with N-phenyl pyrrolidine, piperidine,
and tetrahydroquinoline reacting efficiently with para-dicya-
nobenzene (19a) to yield a-arylation products 20a—c in good

yields. Additionally, acyclic amines participated effectively in
the reaction, resulting in arylation products 20d—i. Notably,
the arylation occurred selectively at the less hindered a-
positions of the amine alkyl substituents, exemplified by
products 20f and 20h. Furthermore, ortho- (19b) and meta-
dicyanobenzene (19¢) were also compatible coupling partners,
yielding products 20j and 20k, while methyl 4-cyanobenzoate
(19d) showed diminished reactivity, resulting in product 201
Both electron-withdrawing and electron-donating substituents
on the N-aryl ring of the substrate were well tolerated,
affording moderate yields of products 20m—q. Under the
optimized conditions, the ratio of a-arylation to a-cyanation
products generally exceeded 3:1, indicating a pronounced
selectivity for the le-oxidation pathway.

Conversely, when we employed similar reaction conditions
with 1a as the photocatalyst, but substituted NaOAc as the
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Figure 6. Structural tailoring of Ar(dppy)BX fluorophores for reductive quenching catalysis. (A) Model reaction: the C—H arylation of 23 with 22.
(B) Modifying the aryl group on pyridine. Redox potentials are referenced to SCE. (C) Evaluation of catalytic performance. Reaction conditions:
22 (0.5 mmol, 1.0 equiv), 23 (3.0 equiv), PC (5 mol %), NaOAc (2.0 equiv) in 2 mL of DMAc, 20 W LED, Ar atmosphere, rt, 24 h. Yields were
determined by '"H NMR analysis using 1,3,5-trimethyoxybenzene as an internal standard.

base and utilized a 400 nm LED light source, we
predominantly obtained a@-cyanation products 21 from the
same substrate set. The source of the cyano group exhibited a
marginal effect on the reaction outcomes; specifically, the
reaction of N-phenyl pyrrolidine with dicyanobenzenes 19a—c
produced good yields of a-cyanation product 21a, whereas the
less reactive methyl 4-cyanobenzoate yielded only moderate
results. Both cyclic and acyclic anilines were compatible with
the cyanation reaction, resulting in moderate yields (21b—i).
Substituents on the N-aryl ring were also well tolerated (21m
and 210). In all examined cases, the a-cyanation to q-arylation
product ratio consistently exceeded 3:1, demonstrating a
reversal in chemoselectivity that favors the 2e-oxidation
pathway. While a comprehensive mechanistic elucidation of
this switchable chemoselectivity is currently under pursuit, this
protocol establishes a practical and tunable approach to
divergent a-functionalized amines from a common set of
starting materials.

4.3. Tailoring Ar(dppy)BX Catalysts for Specific Reactions

The modular architecture of the Ar(dppy)BX framework
enables the precise alignment of a photocatalyst’s photoredox
properties with the energetic requirements of specific chemical
transformations. By modifying the Ar-substituent on the
pyridinium core or the X-group at the boron center, both
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redox potentials and excited-state dynamics can be finely
tuned. This structural versatility may provide a powerful
toolbox for rational catalyst optimization across divergent
catalytic cycles. Two representative photoredox catalytic
reactions involving either reductive quenching and oxidative
quenching processes were selected to demonstrate this feature.

4.4. Optimization for Reductive Quenching Catalysis

The efficacy of this tailoring strategy was first validated in a
reductive quenching cycle (Figure 6A), specifically the C—H
arylation of dihydrobenzofuran (23) with p-dicyanobenzene
(22). In this oxidation-initiated process, catalytic efficiency is
primarily governed by the excited-state reduction potential
(Erea™) of the catalyst. Through aryl group modification, a
series of photocatalysts with distinct photoredox properties
were obtained (Figure 6B). Compared to 1a, the introduction
of electron-withdrawing groups (EWGs) to the pyridinium
core systematically enhanced excited-state oxidation potential
while diminishing its excited-state and radical anion reduction
capabilities. Specifically, compounds 1c (Ar = 4-trifluorome-
thylphenyl) and 1d (Ar = 3,5-bis(trifluoromethyl)phenyl)
exhibited sequential increases in E,g* and decreases in
reduction ability. Conversely, le, bearing a 4-diphenylamino-
phenyl substituent, showed reduced oxidation and enhanced
reduction abilities, highlighting the role of EWGs. This
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Figure 7. Structural tailoring of Ar(dppy)BX fluorophores for oxidative quenching catalysis. (A) Model reaction: a reduction-initiated addition
reaction of 25 to 26. (B) Impact of X-group modification on the excited-state oxidation potential (E,*). Abbreviations: TPA, triphenylamino;
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trimethyoxybenzene as an internal standard.

thermodynamic tuning resulted in a marked enhancement of
catalytic activity, with the yield of product 24 rising from 6%
(1e) to a peak of 65% (1d), which outcompete the
performance of commonly used 4CzIPN (Figure 6C). The
correlation between E, 4% and yield in this reaction under-
scores the value of tuning the oxidative power of the PC*
through Ar-group engineering.

4.5. Optimization for Oxidative Quenching Catalysis

Electronic tuning proved equally viable for optimizing catalytic
performance in reduction-initiated reactions, using the
addition of indole 25 to bromomalonate 26 as a model system
(Figure 7A).%® Operating via an oxidative quenching pathway,
this reaction was expected to benefit from enhanced reductive
power (E,*) through the incorporation of electron-donating
groups (EDGs).

To test this, we designed and synthesized catalysts featuring
amine-based internal donors at the boron center (1f—h, Figure
7B). While these structural modifications successfully shifted
E,, values to more negative potentials as anticipated, they also
led to dramatic fluorescence quenching, precluding the
estimation of E,* by experimental Ey, from the fluorescence
emission spectra. Computational analysis revealed that the
HOMO of 1h is localized on the X-group (the phenylamine
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ligand) rather than the Ar(dppy)B moiety. Consequently, we
hypothesized that this quenching originates from the amine
donors acting as intramolecular electron donors upon
excitation, deactivating the locally excited (LE) state of the
Ar(dppy)B moiety to form a charge-transfer (CT) state, which
was further corroborated by our TD-DFT calculations
(Supporting Information Section 5). As a result, the E,
values for these derivatives were estimated exclusively via
TD-DFT results. The E_*,

experimental E ,, were more negative than that of 1a, and the

derived from calculated E;, and

performance of 1f—h as PCs indeed superior to both catalysts
la-b and 4CzIPN exhibiting less negative E,* (Figure 7C).

However, the resulting catalytic performance failed to follow
the anticipated thermodynamic trend. Most notably, catalyst
1h provided a significantly higher yield than 1g (65% vs 48%),
even though 1h possesses a markedly less negative E,,* (—1.64
V) and thus a lower thermodynamic driving force for the
reduction of bromomalonate. This discrepancy suggested that
an alternative regulatory factor beyond simple energetics
governs the reactivity of these PCs.

https://doi.org/10.1021/jacs.6c04010
J. Am. Chem. Soc. 2026, 148, 24950—24963

920z Jequisidag GO uo Jasn AINN VNHONISL Aq 4pd'010+099 's0el/1 8960259/05612/v2/8Y L /pd-ajoneesoel/bio soe sqnd woyy papeojumoq


https://pubs.acs.org/doi/suppl/10.1021/jacs.6c04010/suppl_file/ja6c04010_si_001.pdf
https://pubs.acs.org/doi/10.1021/jacs.6c04010?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.6c04010?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.6c04010?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.6c04010?fig=fig7&ref=pdf
https://doi.org/10.1021/jacs.6c04010?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of the American Chemical Society

pubs.acs.org/JACS

For 1a: (intersystem crossing)

@ = @~@@@

Ar(dppy)B TPA donor

For 1f-h: (intramolecular charge transfer)

— Exp.
fast | Calc. (Trans.)

Knr = 7.4x1010 51 2ps
l t

0 50 100
Time (ps)

AOD (a.u.)

S, (n>1, LE state) 1 (CT state)
s/ow
450 500 550 600 650 700 750
Wavelength (nm)
C D
24 T o+ o+ CR 24
PC* + MV*¥ ——>» MV + PC — > PC + MV " .
1g*+MV?
Recomb. :
@®—— Different time delay ——@ @®—— Spectra analysis —@ ker =2.4x10" M-'s™!
1g*+MV2* 1g*+MV2*
3| ) 3
s l' s Exp.=MV* +1g
a 1.5 ms a
o
2 2
- 1h*+MV2*
*+MV2* 4
1h*+MV2* 1h*+MV! ker = 7.2x10° M-1s"!
3 1us el =MV s
El 3 Exp. =MV "+
s ‘ . s Xp 32
8 1.5ms 8 © '
S A\ | 0 Aniebrinsi

00 400 500 600 700 800 300 400 500
Wavelength (nm)

w

Wavelength (nm)

~ — J L
700 800 0 200 400 600 3100 3300

Time (ps)

Figure 8. Mechanistic investigation of the structure—reactivity relationship in oxidative quenching cycles. (A) Proposed divergent excited-state
behaviors of 1a and 1f—h. (B) Femtosecond transient absorption (fs-TA) spectra of 1h showing the evolution of the CT excited state. Top inset:
kinetics monitored at 710 nm. Bottom inset: comparison between experimental spectra and TD-DFT calculated results. (C) Photoinduced single-
electron reduction of MV?** mediated by the excited states of 1g and 1h. Left: TA spectra at different time delay; right: spectral assignment via

superposition. (D) Comparison of MV** transient absorption kinetics.

4.6. Mechanistic Investigation of the Structure—Reactivity
Relationship

We found that, the postexcitation behavior of 1f—h was rather
different from that of 1a (Figure 8A). Computational analysis
revealed that, in molecules 1f=h, the Sy — S,,.,) excitation
corresponds to LE state of the pyridinium core, while §; — §;
excitation (with negligible oscillator strength, see Table SS)
corresponds to a CT state from the donor substituent to the
pyridine core. The existence of the CT state may account for
the absence of fluorescence for these catalysts.

To validate the formation of this CT state, femtosecond TA
(fs-TA) spectroscopy was employed (Figure 8B, top). In
contrast to the fs-TA spectra of 1a” (the more soluble bis-fert-
butyl substituted surrogate of 1a), which show a clear S, — T,
transition (Figure S17), the spectra of 1h’ (the more soluble
bis-tert-butyl substituted surrogate of 1h) featured a single
transient species with a lifespan in sub-100 ps regime, with no
other species observed. We assigned this species to the CT
state of 1h’, characterized by a nonradiative decay rate
constant (k) of 7.4 X 10' s™!. Notably, the TD-DFT
predicted absorption spectrum of the CT state for 1h is in
agreement with the experimental spectrum, further corroborat-
ing the assignment of this transient species (Figure 8B,
bottom).

While such rapid decay of the CT state initially seemed to
contradict the superior catalytic efficiency, monitoring the
electron transfer between the excited states (1g*/1h*) and
MV*" by ns-TA indicated effective intermolecular electron

transfer (Figure 8C). For both catalysts, characteristic peaks of
MV** and 1g**/1h*®" were observed shortly after the laser pulse
(1 ps), decaying nearly to baseline within 1.5 ms. Since both
MV*" and 1g°*/1h*" are persistent species, this observation
indicates efficient charge recombination. Kinetic analysis
(Figure 8D) revealed that less than 3% of catalysts 1g and
1h decomposed per excitation cycle, a significant improvement
over the 15% degradation observed for 1a. Furthermore, 1h**
exhibited a slower charge recombination rate (ke = 7.2 X 10°
M™'s™") compared to 1g** (kg = 2.4 X 10" M™'s™"), likely
due to favorable potential differences and electronic stabiliza-
tion afforded by the DMTPA motif.

These findings demonstrate that while E,* defines the
thermodynamic feasibility of the reduction step, the inhibition
of catalyst degradation and the kinetic suppression of
unproductive charge recombination via structural refinement
might be the primary determinants of catalytic throughput in
oxidative quenching cycles. This underscores the versatility of
the Ar(dppy)BX photocatalyst manifold, which facilitates
diverse reactions through the synergistic tailoring of redox
potentials, catalyst stability, and charge recombination kinetics.

5. CONCLUSIONS

In summary, we have demonstrated the potential of
pyridinium(boron) fluorophores, specifically the Ar(dppy)BX
motif, as versatile photocatalysts for a range of chemical
transformations. Our investigation revealed that this photo-
catalyst exhibits excellent photoredox and energy transfer
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capabilities, rivaling the performance of established photo-
catalysts such as 4CzIPN.

The ability to selectively control reaction pathways, such as
in the photocatalyzed switchable oxidation of amines,
showcases the practical utility of this type of photocatalyst in
synthetic organic chemistry. By tuning the structure of the
substituents on the fluorophore, we achieved modifiable redox
properties, enabling targeted reactions across varied substrates.
The efficacy of the Ar(dppy)BX photocatalyst was exemplified
through its application in both oxidation-initiated and
reduction-initiated reactions, where we observed significant
enhancements in product yields correlated with tuning of
oxidation or reduction potentials. These findings suggest that
the Ar(dppy)BX family of fluorophores holds great promise for
advanced photocatalytic applications.

B ASSOCIATED CONTENT
@ Supporting Information

The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/jacs.6c04010.

The single-crystal X-ray diffraction data for structures
reported herein have been deposited at the Cambridge
Crystallographic Data Centre (CCDC), under deposi-
tion numbers Details for experimental procedures,
instrument setup, and compound characterization
(PDF)

Accession Codes

Deposition Numbers 2340929, 2340935, and 2341012 contain
the supplementary crystallographic data for this paper. These
data can be obtained free of charge via the joint Cambridge
Crystallographic Data Centre (CCDC) and Fachinformations-
zentrum Karlsruhe Access Structures service.

B AUTHOR INFORMATION
Corresponding Authors

Jie Yang — Center of Basic Molecular Science (CBMS),
Department of Chemistry, Tsinghua University, Beijing
100084, China; ® orcid.org/0000-0002-5115-2413;
Email: jieyangl @tsinghua.edu.cn

Xingwei Guo — Center of Basic Molecular Science (CBMS),
Department of Chemistry, Tsinghua University, Beijing
100084, China; Present Address: Department of
Chemistry, and Center for Advanced Light Source,
Southern University of Science and Technology,
Shenzhen, 5180SS, P. R. China; ® orcid.org/0000-0002-
5461-0360; Email: guoxw@sustech.edu.cn

Lei Jiao — Center of Basic Molecular Science (CBMS),
Department of Chemistry, Tsinghua University, Beijing
100084, China; ©® orcid.org/0000-0002-8465-1358;
Email: lejjiao@mail.tsinghua.edu.cn

Authors

Lutao Bai — Center of Basic Molecular Science (CBMS),
Department of Chemistry, Tsinghua University, Beijing
100084, China

Jian-Qing Qi — Center of Basic Molecular Science (CBMS),
Department of Chemistry, Tsinghua University, Beijing
100084, China; ©® orcid.org/0000-0001-5042-6315

Xuegang Liu — Center of Basic Molecular Science (CBMS),
Department of Chemistry, Tsinghua University, Beijing
100084, China

Complete contact information is available at:
https://pubs.acs.org/10.1021/jacs.6c04010

Author Contributions
L.B. and J.-Q.Q. contributed equally.
Funding

Financial support was provided by the National Natural
Science Foundation of China (Grant No. 22171162).

Notes

The authors declare no competing financial interest.

B ACKNOWLEDGMENTS
The authors thank Prof. M.-T. Zhang for helpful discussions.

B REFERENCES

(1) Prier, C. K; Rankic, D. A;; MacMillan, D. W. C. Visible Light
Photoredox Catalysis with Transition Metal Complexes: Applications
in Organic Synthesis. Chem. Rev. 2013, 113 (7), 5322—5363.

(2) Cheung, K. P. S.; Sarkar, S.; Gevorgyan, V. Visible Light-Induced
Transition Metal Catalysis. Chem. Rev. 2022, 122 (2), 1543—162S.

(3) Bortolato, T.; Cuadros, S.; Simionato, G.; Dell’Amico, L. The
Advent and Development of Organophotoredox Catalysis. Chem.
Commun. 2022, 58 (9), 1263—1283.

(4) Romero, N. A.; Nicewicz, D. A. Organic Photoredox Catalysis.
Chem. Rev. 2016, 116 (17), 10075—10166.

(5) Liao, L.-L,; Song, L; Yan, S.-S.; Ye, J.-H.; Yu, D.-G. Highly
Reductive Photocatalytic Systems in Organic Synthesis. Trends Chem.
2022, 4 (6), 512—527.

(6) Skubi, K. L.; Blum, T. R;; Yoon, T. P. Dual Catalysis Strategies in
Photochemical Synthesis. Chem. Rev. 2016, 116 (17), 10035—10074.

(7) Shaw, M. H; Twilton, J.; MacMillan, D. W. C. Photoredox
Catalysis in Organic Chemistry. J. Org. Chem. 2016, 81 (16), 6898—
6926.

(8) Twilton, J; Le, C; Zhang, P.; Shaw, M. H.; Evans, R. W,;
MacMillan, D. W. C.; MacMillan, D. W. C. The Merger of Transition
Metal and Photocatalysis. Nat. Rev. Chem. 2017, 1 (7), 0052.

(9) Kariofillis, S. K; Doyle, A. G. Synthetic and Mechanistic
Implications of Chlorine Photoelimination in Nickel/Photoredox
C(Sp®)—H Cross-Coupling. Acc. Chem. Res. 2021, 54 (4), 988—1000.

(10) Teegardin, K; Day, J. L; Chan, J.; Weaver, J. Advances in
Photocatalysis: A Microreview of Visible Light Mediated Ruthenium
and Iridium Catalyzed Organic Transformations. Org. Process Res. Dev.
2016, 20 (7), 1156—1163.

(11) Holmberg-Douglas, N.; Nicewicz, D. A. Photoredox-Catalyzed
C—H Functionalization Reactions. Chem. Rev. 2022, 122 (2), 1925—
2016.

(12) Shang, T.-Y,; Lu, L-H,; Cao, Z; Liu, Y,; He, W-M,; Yu, B.
Recent Advances of 1,2,3,5-Tetrakis(Carbazol-9-Y1)-4,6-Dicyanoben-
zene (4CzIPN) in Photocatalytic Transformations. Chem. Commun.
2019, 55 (38), 5408—5419.

(13) Tian, Y.-M.; Guo, X.-N.; Braunschweig, H.; Radius, U.; Marder,
T. B. Photoinduced Borylation for the Synthesis of Organoboron
Compounds: Focus Review. Chem. Rev. 2021, 121 (7), 3561—3597.

(14) Witzel, S.; Hashmi, A. S. K; Xie, J. Light in Gold Catalysis.
Chem. Rev. 2021, 121 (14), 8868—8925.

(15) GroBkopf, J.; Kratz, T.; Rigotti, T.; Bach, T. Enantioselective
Photochemical Reactions Enabled by Triplet Energy Transfer. Chem.
Rev. 2022, 122 (2), 1626—1653.

(16) Chan, A. Y.; Perry, I. B.; Bissonnette, N. B,; Buksh, B. F;
Edwards, G. A.; Frye, L. I; Garry, O. L.; Lavagnino, M. N,; Li, B. X;;
Liang, Y.; Mao, E.; Millet, A.; Oakley, J. V.; Reed, N. L.; Sakai, H. A,;
Seath, C. P.; MacMillan, D. W. C. Metallaphotoredox: The Merger of
Photoredox and Transition Metal Catalysis. Chem. Rev. 2022, 122 (2),
1485—1542.

(17) Bell, J. D.; Murphy, J. A. Recent Advances in Visible Light-
Activated Radical Coupling Reactions Triggered by (i) Ruthenium,

https://doi.org/10.1021/jacs.6c04010
J. Am. Chem. Soc. 2026, 148, 24950—24963

920z Jequisidag GO uo Jasn AINN VNHONISL Aq 4pd'010+099 's0el/1 8960259/05612/v2/8Y L /pd-ajoneesoel/bio soe sqnd woyy papeojumoq


https://pubs.acs.org/doi/10.1021/jacs.6c04010?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/jacs.6c04010/suppl_file/ja6c04010_si_001.pdf
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2340929&id=doi:10.1021/jacs.6c04010
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2340935&id=doi:10.1021/jacs.6c04010
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2341012&id=doi:10.1021/jacs.6c04010
http://www.ccdc.cam.ac.uk/structures
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jie+Yang"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-5115-2413
mailto:jieyang1@tsinghua.edu.cn
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Xingwei+Guo"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-5461-0360
https://orcid.org/0000-0002-5461-0360
mailto:guoxw@sustech.edu.cn
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Lei+Jiao"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-8465-1358
mailto:leijiao@mail.tsinghua.edu.cn
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Lutao+Bai"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jian-Qing+Qi"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-5042-6315
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Xuegang+Liu"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.6c04010?ref=pdf
https://doi.org/10.1021/cr300503r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cr300503r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cr300503r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00403?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00403?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/d1cc05850a
https://doi.org/10.1039/d1cc05850a
https://doi.org/10.1021/acs.chemrev.6b00057?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.trechm.2022.03.008
https://doi.org/10.1016/j.trechm.2022.03.008
https://doi.org/10.1021/acs.chemrev.6b00018?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.6b00018?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.joc.6b01449?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.joc.6b01449?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41570-017-0052
https://doi.org/10.1038/s41570-017-0052
https://doi.org/10.1021/acs.accounts.0c00694?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.0c00694?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.0c00694?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.oprd.6b00101?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.oprd.6b00101?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.oprd.6b00101?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00311?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00311?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/c9cc01047e
https://doi.org/10.1039/c9cc01047e
https://doi.org/10.1021/acs.chemrev.0c01236?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.0c01236?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.0c00841?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00272?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00272?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00383?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00383?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/d1cs00311a
https://doi.org/10.1039/d1cs00311a
https://doi.org/10.1021/jacs.6c04010?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of the American Chemical Society

pubs.acs.org/JACS

(i) Iridium and (lii) Organic Photoredox Agents. Chem. Soc. Rev.
2021, 50 (17), 9540—968S.

(18) Arias-Rotondo, D. M.; McCusker, J. K. The Photophysics of
Photoredox Catalysis: A Roadmap for Catalyst Design. Chem. Soc.
Rev. 2016, 45 (21), 5803—5820.

(19) Bai, L; Jiao, L. Modular Photoredox System with Extreme
Reduction Potentials Based on Pyridine Catalysis. Chem 2023, 9 (11),
3245-3267.

(20) Zhang, L.; Jiao, L. Visible-Light-Induced Organocatalytic
Borylation of Aryl Chlorides. J. Am. Chem. Soc. 2019, 141 (23),
9124-9128.

(21) Lv, X;; Xu, H; Yin, Y.; Zhao, X; Jiang, Z. Visible Light-Driven
Cooperative DPZ and Chiral Hydrogen-Bonding Catalysis. Chin. J.
Chem. 2020, 38 (12), 1480—1488.

(22) Uoyama, H.; Goushi, K; Shizu, K.; Nomura, H.; Adachi, C.
Highly Efficient Organic Light-Emitting Diodes from Delayed
Fluorescence. Nature 2012, 492 (7428), 234—238.

(23) Ishimatsu, R.; Matsunami, S.; Kasahara, T.; Mizuno, J.; Edura,
T.; Adachi, C.; Nakano, K; Imato, T. Electrogenerated Chemilumi-
nescence of Donor—Acceptor Molecules with Thermally Activated
Delayed Fluorescence. Angew. Chem., Int. Ed. 2014, S3 (27), 6993—
6996.

(24) Speckmeier, E.; Fischer, T. G.; Zeitler, K. A Toolbox Approach
to Construct Broadly Applicable Metal-Free Catalysts for Photoredox
Chemistry: Deliberate Tuning of Redox Potentials and Importance of
Halogens in Donor—Acceptor Cyanoarenes. J. Am. Chem. Soc. 2018,
140 (45), 15353—15365.

(25) Zhang, L; Jiao, L. Pyridine-Catalyzed Radical Borylation of
Aryl Halides. J. Am. Chem. Soc. 2017, 139 (2), 607—610.

(26) Zhang, L; Jiao, L. Super Electron Donors Derived from
Diboron. Chem. Sci. 2018, 9 (10), 2711—-2722.

(27) Feng, J.; Li, F.,; Gao, W,; Liu, S.; Liu, Y.; Wang, Y. White Light
Emission from Exciplex Using Tris-(8-Hydroxyquinoline)Aluminum
as Chromaticity-Tuning Layer. Appl. Phys. Lett. 2001, 78 (25), 3947—
3949.

(28) Zhang, H.; Huo, C.; Zhang, J.; Zhang, P.; Tian, W.; Wang, Y.
Efficient Single-Layer Electroluminescent Device Based on a Bipolar
Emitting Boron-Containing Material. Chem, Commun. 2006, No. 3,
281-—-283.

(29) Zhang, Z.; Yao, D.; Zhao, S.; Gao, H.; Fan, Y.; Su, Z.; Zhang,
H.; Wang, Y. Carbazolyl-Contained Phenol-Pyridyl Boron Com-
plexes: Syntheses, Structures, Photoluminescent and Electrolumines-
cent Properties. Dalton Trans. 2010, 39 (21), 5123.

(30) Liu, Y;; Guo, J.; Zhang, H.; Wang, Y. Highly Efficient White
Organic Electroluminescence from a Double-Layer Device Based on a
Boron Hydroxyphenylpyridine Complex. Angew, Chem, Int. 2002, 41,
182—184.

(31) Li, P.; Chan, H,; Lai, S.; Ng, M.; Chan, M.; Yam, V. W. Four-
coordinate Boron Emitters with Tridentate Chelating Ligand for
Efficient and Stable Thermally Activated Delayed Fluorescence
Organic Light-emitting Devices. Angew. Chem., Int. Ed. 2019, 58
(27), 9088—9094.

(32) Li, P.; Lai, S.-L.; Chen, Z.; Tang, W. K; Leung, M.-Y.; Ng, M;
Kwok, W.-K;; Chan, M.-Y.; Yam, V. W.-W. Achieving Efficient and
Stable Blue Thermally Activated Delayed Fluorescence Organic Light-
Emitting Diodes Based on Four-Coordinate Fluoroboron Emitters by
Simple Substitution Molecular Engineering. Chem. Sci. 2024, 15 (31),
12606—12615.

(33) Sato, Y.; Goto, Y.; Nakamura, K;; Miyamoto, Y.; Sumida, Y.;
Ohmiya, H. Light-Driven N -Heterocyclic Carbene Catalysis Using
Alkylborates. ACS Catal. 2021, 11 (21), 12886—12892.

(34) Kemmochi, M.; Miyamoto, Y.; Sumida, Y.; Ohmiya, H. Direct
Photoexcitation of Borate Enabling Minisci Reaction. Asian J. Org.
Chem. 2022, 11 (1), No. €202100640.

(35) Nakamura, R.; Yamazaki, T.; Kondo, Y.; Tsukada, M,;
Miyamoto, Y.; Arakawa, N.; Sumida, Y.; Kiya, T.; Arai, S.; Ohmiya,
H. Radical Caging Strategy for Cholinergic Optopharmacology. J. Am.
Chem. Soc. 2023, 145 (19), 10651—10658.

(36) Miyamoto, Y.; Murakami, S.; Sumida, Y.; Hirai, G.; Ohmiya, H.
Radical C-Glycosylation Using Photoexcitable Unprotected Glycosyl
Borate. Chem—Eur. J. 2024, 30 (51), No. €202402256.

(37) Yamada, T.; Fujii, A.; Park, K.; Furugen, C.; Takagi, A.; Ikawa,
T.; Sajiki, H. Catalytic Intramolecular Cyclization of Alkynyl Cyclic
Acetals via Chemoselective Activation Leading to a Phenanthrene
Core. Bull. Chem. Soc. Jpn. 2022, 95 (S), 735—742.

(38) Liu, Z,; Lu, T.; Chen, Q. An Sp-Hybridized All-Carboatomic
Ring, Cyclo[18]Carbon: Electronic Structure, Electronic Spectrum,
and Optical Nonlinearity. Carbon 2020, 165, 461—467.

(39) Lu, J.; Pattengale, B.; Liu, Q.; Yang, S.; Shi, W.; Li, S.; Huang,
J; Zhang, ]J. Donor—Acceptor Fluorophores for Energy-Transfer-
Mediated Photocatalysis. J. Am. Chem. Soc. 2018, 140 (42), 13719—
13728.

(40) Pischel, U.; Zhang, X.; Hellrung, B.; Haselbach, E.; Muller, P.-
A.; Nau, W. M. Fluorescence Quenching of n,IT*-Excited Azoalkanes
by Amines: What Is a Sterically Hindered Amine? J. Am. Chem. Soc.
2000, 122 (9), 2027—2034.

(41) Zhang, S;; Zhou, S.; Qj, J; Jiao, L; Guo, X. Time-Resolved
Electron Paramagnetic Resonance Spectrometer Based on Ultrawide
Single-Sideband Phase-Sensitive Detection. Rev. Sci. Instrum. 2023, 94
(8), 84101.

(42) Suo, W; Qi, J-Q; Liu, J; Sun, S; Jiao, L; Guo, X.
Overestimated Halogen Atom Transfer Reactivity of a-Aminoalkyl
Radicals. J. Am. Chem. Soc. 2024, 146 (37), 25860—25869.

(43) Qi, J.-Q;; Suo, W,; Liu, J,; Sun, S.; Jiao, L.; Guo, X. Direct
Observation of All Open-Shell Intermediates in a Photocatalytic
Cycle. J. Am. Chem. Soc. 2024, 146 (11), 7140—714S.

(44) Watanabe, T.; Honda, K. Measurement of the Extinction
Coefficient of the Methyl Viologen Cation Radical and the Efficiency
of Its Formation by Semiconductor Photocatalysis. J. Phys. Chem.
1982, 86 (14), 2617—2619.

(45) Herr, P.; Kerzig, C.; Larsen, C. B.; Haussinger, D.; Wenger, O.
S. Manganese(i) Complexes with Metal-to-Ligand Charge Transfer
Luminescence and Photoreactivity. Nat. Chem. 2021, 13 (10), 956—
962.

(46) Strieth-Kalthoff, F.; James, M. J.; Teders, M.; Pitzer, L.; Glorius,
F. Energy Transfer Catalysis Mediated by Visible Light: Principles,
Applications, Directions. Chem. Soc. Rev. 2018, 47 (19), 7190—7202.

(47) Shu, C.; Mega, R. S.; Andreassen, B. J.; Noble, A.; Aggarwal, V.
K. Synthesis of Functionalized Cyclopropanes from Carboxylic Acids
by a Radical Addition—Polar Cyclization Cascade. Angew. Chem., Int.
Ed. 2018, 57 (47), 15430—15434.

(48) Masuda, Y.; Ikeshita, D.; Higashida, K.; Yoshida, M.; Ishida, N;
Murakami, M.; Sawamura, M. Photocatalytic 1,2-Phosphorus-
Migrative [3 + 2] Cycloaddition of Tri(t -Butyl)Phosphine with
Terminal Alkynes. J. Am. Chem. Soc. 2023, 145 (34), 19060—19066.

(49) Vogt, D. B.; Seath, C. P.; Wang, H,; Jui, N. T. Selective C—F
Functionalization of Unactivated Trifluoromethylarenes. J. Am. Chem.
Soc. 2019, 141 (33), 13203—13211.

(50) Li, J.; Zhang, S.; Jiang, L.; Li, H.; Zhu, C.; Yuan, P.; Yang, Z,;
Yang, X; Zhong, J; Meng, Q. Redox-neutral Carboxylation of
Benzylic Tertiary C—H Bonds with Carbon Dioxide. Angew. Chem.,
Int. Ed. 2025, 64 (6), No. e202420852.

(51) Liu, Y; Xue, G.-H.; He, Z.; Yue, J.-P.; Pan, M,; Song, L.; Zhang,
W.; Ye, J.-H,; Yu, D.-G. Visible-Light Photoredox-Catalyzed Direct
Carboxylation of Tertiary C(Sp*)—H Bonds with CO,: Facile
Synthesis of All-Carbon Quaternary Carboxylic Acids. . Am. Chem.
Soc. 2024, 8.

(52) Sakakibara, Y.; Itami, K.; Murakami, K. Switchable Decarbox-
ylation by Energy- or Electron-Transfer Photocatalysis. J. Am. Chem.
Soc. 2024, 146 (2), 1554—1562.

(53) Lu, Z; Yoon, T. P. Visible Light Photocatalysis of [2 + 2]
Styrene Cycloadditions by Energy Transfer. Angew. Chem., Int. Ed.
2012, S1 (41), 10329—10332.

(54) Zhang, X.; Rovis, T. Photocatalyzed Triplet Sensitization of
Oximes Using Visible Light Provides a Route to Nonclassical
Beckmann Rearrangement Products. J. Am. Chem. Soc. 2021, 143
(50), 21211-21217.

https://doi.org/10.1021/jacs.6c04010
J. Am. Chem. Soc. 2026, 148, 24950—24963

920z Jequisidag GO uo Jasn AINN VNHONISL Aq 4pd'010+099 's0el/1 8960259/05612/v2/8Y L /pd-ajoneesoel/bio soe sqnd woyy papeojumoq


https://doi.org/10.1039/d1cs00311a
https://doi.org/10.1039/c6cs00526h
https://doi.org/10.1039/c6cs00526h
https://doi.org/10.1016/j.chempr.2023.06.023
https://doi.org/10.1016/j.chempr.2023.06.023
https://doi.org/10.1021/jacs.9b00917?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b00917?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/cjoc.202000306
https://doi.org/10.1002/cjoc.202000306
https://doi.org/10.1038/nature11687
https://doi.org/10.1038/nature11687
https://doi.org/10.1002/anie.201402615
https://doi.org/10.1002/anie.201402615
https://doi.org/10.1002/anie.201402615
https://doi.org/10.1021/jacs.8b08933?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b08933?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b08933?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b08933?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b11813?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b11813?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C8SC00008E
https://doi.org/10.1039/C8SC00008E
https://doi.org/10.1063/1.1379788
https://doi.org/10.1063/1.1379788
https://doi.org/10.1063/1.1379788
https://doi.org/10.1039/b513918j
https://doi.org/10.1039/b513918j
https://doi.org/10.1039/b925608c
https://doi.org/10.1039/b925608c
https://doi.org/10.1039/b925608c
https://doi.org/10.1002/1521-3773(20020104)41:1<182::aid-anie182>3.0.co;2-b
https://doi.org/10.1002/1521-3773(20020104)41:1<182::aid-anie182>3.0.co;2-b
https://doi.org/10.1002/1521-3773(20020104)41:1<182::aid-anie182>3.0.co;2-b
https://doi.org/10.1002/anie.201903332
https://doi.org/10.1002/anie.201903332
https://doi.org/10.1002/anie.201903332
https://doi.org/10.1002/anie.201903332
https://doi.org/10.1039/d3sc06989c
https://doi.org/10.1039/d3sc06989c
https://doi.org/10.1039/d3sc06989c
https://doi.org/10.1039/d3sc06989c
https://doi.org/10.1021/acscatal.1c04153?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.1c04153?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/ajoc.202100640
https://doi.org/10.1002/ajoc.202100640
https://doi.org/10.1021/jacs.3c00801?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/chem.202402256
https://doi.org/10.1002/chem.202402256
https://doi.org/10.1246/bcsj.20220036
https://doi.org/10.1246/bcsj.20220036
https://doi.org/10.1246/bcsj.20220036
https://doi.org/10.1016/j.carbon.2020.05.023
https://doi.org/10.1016/j.carbon.2020.05.023
https://doi.org/10.1016/j.carbon.2020.05.023
https://doi.org/10.1021/jacs.8b07271?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b07271?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja992508b?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja992508b?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1063/5.0143480
https://doi.org/10.1063/5.0143480
https://doi.org/10.1063/5.0143480
https://doi.org/10.1021/jacs.4c09792?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.4c09792?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.3c14471?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.3c14471?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.3c14471?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100211a014?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100211a014?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100211a014?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41557-021-00744-9
https://doi.org/10.1038/s41557-021-00744-9
https://doi.org/10.1039/C8CS00054A
https://doi.org/10.1039/C8CS00054A
https://doi.org/10.1002/anie.201808598
https://doi.org/10.1002/anie.201808598
https://doi.org/10.1021/jacs.3c06760?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.3c06760?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.3c06760?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b06004?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b06004?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.202420852
https://doi.org/10.1002/anie.202420852
https://doi.org/10.1021/jacs.4c09558?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.4c09558?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.4c09558?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.3c11588?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.3c11588?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.201204835
https://doi.org/10.1002/anie.201204835
https://doi.org/10.1021/jacs.1c10148?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c10148?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c10148?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6c04010?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of the American Chemical Society

pubs.acs.org/JACS

(55) Vasudevan, A.; Villamil, C.; Trumbull, J.; Olson, J.; Sutherland,
D,; Pan, J; Djuric, S. LOPHTOR: A Convenient Flow-Based
Photochemical Reactor. Tetrahedron Lett. 2010, 51 (31), 4007—4009.

(56) Schmid, L.; Glaser, F.; Schaer, R.; Wenger, O. S. High Triplet
Energy Iridium(III) Isocyanoborato Complex for Photochemical
Upconversion, Photoredox and Energy Transfer Catalysis. J. Am.
Chem. Soc. 2022, 144 (2), 963—976.

(57) Matera, N.; Bussolari, A.; Mancinelli, M.; Coccia, R.; Santarelli,
N.; Pellegrini, A.; Mazzanti, A. Aminoboranes as Rationally Tuned
Organic Photosensitizers for Energy Transfer Catalysis. Angew. Chem.,
Int. Ed. 2026, 65 (5), No. e20339.

(58) Chen, J.-J.; Tang, Y.-H.; Yu, S.; Huang, H.-M. Ring Expansion
of Oximes via Photochemical Aza-Di-7-Methane Rearrangement.
Angew. Chem., Int. Ed. 2026, 138 (3), No. e20490.

(59) McNally, A.; Prier, C. K; MacMillan, D. W. C. Discovery of an
a-Amino C—H Arylation Reaction Using the Strategy of Accelerated
Serendipity. Science 2011, 334 (6059), 1114—1117.

(60) Ma, Y.; Yao, X;; Zhang, L; Ni, P.; Cheng, R.; Ye, J. Direct
Arylation of A-amino C(Sp®)-H Bonds by Convergent Paired
Electrolysis. Angew. Chem., Int. Ed. 2019, 58 (46), 16548—16552.

(61) Xu, C.; Shen, F.-Q.; Feng, G.; Jin, J. Visible-Light-Induced a-
Amino C—H Bond Arylation Enabled by Electron Donor—Acceptor
Complexes. Org. Lett. 2021, 23 (10), 3913—3918.

(62) Gunasekera, D.; Mahajan, J. P.; Wanzi, Y.; Rodrigo, S.; Liu, W,;
Tan, T.; Luo, L. Controlling One- or Two-Electron Oxidation for
Selective Amine Functionalization by Alternating Current Frequency.
J. Am. Chem. Soc. 2022, 144 (22), 9874—9882.

(63) Swift, E. C.; Williams, T. M.; Stephenson, C. R. J.
Intermolecular Photocatalytic C—H Functionalization of Electron-
Rich Heterocycles with Tertiary Alkyl Halides. Synlett 2016, 27 (S),
754—758.

24963

https://doi.org/10.1021/jacs.6c04010
J. Am. Chem. Soc. 2026, 148, 24950—24963

920z Jequisidag GO uo Jasn AINN VNHONISL Aq 4pd'010+099 's0el/1 8960259/05612/v2/8Y L /pd-ajoneesoel/bio soe sqnd woyy papeojumoq


https://doi.org/10.1016/j.tetlet.2010.05.119
https://doi.org/10.1016/j.tetlet.2010.05.119
https://doi.org/10.1021/jacs.1c11667?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c11667?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c11667?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.202520339
https://doi.org/10.1002/anie.202520339
https://doi.org/10.1002/anie.202520490
https://doi.org/10.1002/anie.202520490
https://doi.org/10.1126/science.1213920
https://doi.org/10.1126/science.1213920
https://doi.org/10.1126/science.1213920
https://doi.org/10.1002/anie.201909642
https://doi.org/10.1002/anie.201909642
https://doi.org/10.1002/anie.201909642
https://doi.org/10.1021/acs.orglett.1c00984?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.orglett.1c00984?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.orglett.1c00984?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.2c02605?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.2c02605?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1055/s-0035-1561320
https://doi.org/10.1055/s-0035-1561320
https://doi.org/10.1021/jacs.6c04010?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

