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ABSTRACT: Heterogeneous photocatalysis is less common but
can provide unique avenues for inducing novel chemical trans-
formations and can also be utilized for energy transductions, i.e.,
the energy in the photons can be captured in chemical bonds.
Here, we developed a novel heterogeneous photocatalytic system
that employs a lead-halide perovskite nanocrystal (NC) to capture
photons and direct photogenerated holes to a surface bound
transition metal Cu-site, resulting in a N—N heterocyclization
reaction. The reaction starts from surface coordinated diamine
substrates and requires two subsequent photo-oxidation events per
reaction cycle. We establish a photocatalytic pathway that
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incorporates sequential inner sphere electron transfer events, photons absorbed by the NC generate holes that are sequentially
funneled to the Cu-surface site to perform the reaction. The photocatalyst is readily prepared via a controlled cation-exchange
reaction and provides new opportunities in photodriven heterogeneous catalysis.

B INTRODUCTION

Heterogeneous catalysis using a renewable energy source may
partially address concerns arising from the substantial energy
consumption and CO, production associated with common
and essential chemical process, e.g., the Haber process uses 1—
2% of the world’s energy supply."”” Lately, heterogeneous
electrocatalysis, photocatalysis, and photoelectrocatalysis have
gained new attention when renewable energy, i.e., direct solar
energy or electrical energy derived from renewable sources, is
employed, mainly in the area of N, reduction,” CO,
reduction,”™” water splitting,g_lo and organic chemical trans-
formations."' In addition, under visible light (major
component of solar energy), heterogeneous photocatalysts
can exhibit unique synthetic pathways. Systems that are being
explored include: Metal—Organic-Frameworks;'> g-C3N,;">""
chalcogenide quanturn dots (QDs);"*'® and other heteroge-
neous systems.'~ Pb-halide perovskite nanocrystals (NCs),
studied here, are also being explored for highly efficient light-
driven organic synthesis toward C-C,"Y c-=0,*' C=S, or
C—P bond formation reactions.”” Metal-halide perovskite
semiconductors are photoactive and support highly efficient
charge-separation and charge-migration. One key characteristic
of metal-halide perovskite NCs is their easily accessible
bandgap-tuning resulting in band-edge tuning via anion-
exchange,”** leading to their exploration in unique
applications, such as QD light-emitting devices,”> QD
photovoltaics,**” a broader scope of photocatalytic organic
synthesis.”’ Cation exchange in NC systems is also widely
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explored to produce novel synergistic functional systems and is
enhanced in nanocrystalline systems.”*>" Thus, metal-halide
perovskite NCs offer a highly tunable, flexible platform to
develop novel heterogeneous catalytic systems.

Here, we take advantage of a controlled cation exchange
reaction to develop a unique “merged” photocatalysis that
employs the NCs as the light absorber and facilitates hole
transfer to a transition metal Cu catalyst incorporated onto the
NC surfaces as shown in Scheme 1. The photocatalytic NCs
are prepared by exposing as-prepared CsPbBr; NCs to a
solution of Cu(I)X (X = Cl, Br, I) at room temperature,
resulting in lightly doped Cu:CsPbBr; NCs. The solution-
based cation-exchange reaction results in a Cu(I) active site at
the NC surface, providing a pathway for ultrafast inner-sphere
electron transfer (ET) events (~20 ps illustrated by transient
absorption) from the light absorber to the metal center, and
represents a distinctive approach from employing a dual
cocatalysis system that operaties via photoinduced outer
sphere ET events.”> Due to their ability to adopt multiple
oxidation states, transition metal compounds are known to be
efficient homogeneous and heterogeneous catalysts. Here, our
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Scheme 1. Photocatalytic Sequential Electron Transfer
Approach for Di-Radical Path N-Heterocyclization
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hybrid catalyst has both a Cu-active transition metal catalytic
center and a photoactive light-absorber. We find that the Cu
site serves two important functions: (1) it coordinates the
substrate and (2) attracts photogenerated holes from the
valence band (VB) of the perovskite NCs leading to the
sequential oxidation of the bound substrate. As a result of this
unique Cu active site, the heterogeneous photocatalyst can be
employed to produce heterocycle N—N complexes with TON
(turnover numbers) over 44600.

B RESULTS AND DISCUSSION

Photocatalysts Development. We synthesized the per-
ovskite NCs, in the size range of 10—20 nm (see Methods, SI
Section 1 and Figure 1a,b), according to previously published
methods.'”" To prepare the cation-exchanged NCs, the as-
produced NCs are mixed with a CuBr salt in toluene. On the
basis of the HRTEM and fast Fourier transform images (Figure
1b), the crystalline lattice constant for the (100) planes
contract to 0.578 nm upon Cu incorportion, matching a
previous report.28 In agreement with previous observations,”*
we observe an immediate photoluminescence (PL) quenching
and a blue-shift upon addition of the CuBr (Figure Ilc).
Changes in absorption onset (Figure 1d) are consistent with
the observed PL shift. Halide exchange also occurs, and when
only the halide is exchanged, there is a resulting red (when X =
I) or blue-shift (X = Cl) of the PL. (SI Section 1) However, in
our experiments, we find that the PL blue-shifts for each of the
Cu(I) salts irrespective of the anion, with CuCl exhibiting the
largest blue-shift and Cul the smallest. Thus, Cu incorporation
results in a blue-shifted PL. The PL results indicate that both
Cu and the halide are incorporated into the NCs in agreement
with literature reports. 22324

We infer that Cu(I) likely replaces Cs via X-ray diffraction
(XRD, Figure lef) in conjunction with density-functional
theory (DFT) simulations, Energy-Dispersive X-ray Spectros-
copy, (EDS, Figure 1g—l1), and electron paramagnetic
resonance (EPR) experiments (see method and SI Section
2). A lattice contraction is observed by a shift to larger 26
values in the powder XRD (Figure lef) resulting from the

PL Intensity (a.u.)

CsPbBr;
Cu:CsPbBr, Cu:CsPbBr;

CsPbBr;

Blue shift =, N

495 510 525
Wavelength (nm)

Absorbance (a.u.)

420 450 480 510 540 570 600

400 700

500 600
Wavelength (nm) Wavelength (nm)

:CsCuB
e R +:CsCuBr; f "
3 S "
\'.“.4 £ "
> T 2h Cu-CsPbBr.
5 2h Cu:CsPbBr, %‘ " :
c c "
2 2 "
£ £
JJ\.,AJ\/U&\MMW ) —
CsPbBr,
10 20 30 40 50 60 70 80 28 29 30 31 32 33 34

2 Theta (degree) 2 Theta (degree)

35

Intensity (a.u.)

— Raw
g Model Cu-K
Br-L ’M
Pb-M M II
70 75 80
Cs M'
l Il Cs-L Pb-L
W’ ! ;‘) Cu-k Au-ll 1l
M Motinh J-Mw‘a,a e J‘m
0 2 10 12 14
Energy (keV)

Figure 1. Structural and optical characterization of CuBr-exchanged CsPbBr;NCs. (a) TEM. (b) HR-TEM. (c) Photoluminescence (PL), excited
at 400 nm for as prepared CsPbBr; NCs (dark), treated with CuBr (red). (d) Linear absorption near the bandedge showing similar shifts in
absorption onset as observed in PL. (e) XRD comparisons, (100) Miller indices at ~15°, (200) at ~30°, and (211) at ~37°. (f) Enlarged-view
comparison of the (200) peak position indicating contraction of the lattice upon Cu incorporation. (g) EDS mapping, inset shows the enlarged-
view of Cu, note the Au residue due to the gold grid. (h) EDS image area. (i) Cs content. (j) Pb, (k) Br, and (1) Cu. The amount of Cu detected is

consistent with ~1% loading of Cu.
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smaller radius of Cu(I) compared to Cs.** The shift in 20
becomes more prominent in samples (enlarged view see SI
Section 3) that have undergone a larger fraction of Cu(I)
cation-exchange and thus exhibit a larger lattice contraction.”®
DFT simulations suggest that Cu(I) substitutes for Cs while
Cu(II) would substitute for Pb (see SI Section 4). Here, no
Cu(Il) is detected (in the absence of light) via EPR
measurements and thus we rule out Cu(I) oxidation to Cu(II)
during the cation exchange reaction.

The catalytically active Cu cations reside near or at the NC
surface, while any Cu cations that diffuse to the center of the
NCs are likely not catalytically active. An accurate determi-
nation of the active Cu(I) site on the heterogeneous NC
surface would need further characterization and is beyond the
scope of this project. However, our results suggest Cu(I) is
incorporated into the NC lattice and is electronically coupled
to the Pb-halide framework. EDS mapping in Figure 1h-—],
shows evidence that Cu atoms are on or in the NCs, but it
(Figure 11) also indicates free Cu atoms are present; however,
as we discuss below, free Cu ions in solution are not
catalytically active.

Photocatalytic Reaction. An intramolecular N—N heter-
ocyclization was explored to probe the catalytic activity of
Cu:CsPbBr; NC system. Such reactions can be induced
directly from surface bound diamine substrates (e.g., 1a), with
ambient air as the terminal oxidant and visible light as the
energy source. The cyclative photo-oxidation reactions via
intramolecular coupling from diamine substrates require
consecutive or multiple electron transfer (MET) events, but
such multiphoton events have NOT been, so far, photo-
catalytically achievable. Most photocatalysts are only capable of
a photoexcited single electron transfer (SET) event,*>>°
forming a single-radical intermediate, thus, for example, leading
to imines,>’ >’ azo—complexes,ﬁm’41 or intermolecular N—N
couplings.**** A photocatalytic diradical intermediate via MET
is hence inherently challenging.

The Cu:CsPbBr; photocatalyst suspended in dichloro-
methane under air with 450 nm LED illumination, without
any other additives, induces pyridazine 1b formation from la
in 90% yield within 18 h (Table 1). Control experiments
omitting any component of the catalytic system, light, or air
results in no yield (entry 2—6). To rule out that free Cu in
solution does not act as a molecular cocatalyst, we tested if
perovskite NCs suspended in the presence of Cu(I), but
without sufficient time for ion-exchange, could induce 1b from
1a and only found trace amounts of 1b. (Entry 7)

Free Cu(I) in solution likely coordinates the substrate
forming a chelating [Cu(1a),]" type complex, impeding
cation-exchange with perovskite NC and resulting in no
reactivity. (SI, Section 1) Under a homogeneous system, 1b
cannot be synthesized using typical molecular photocatalysts,
or free Cu in solution as a cocatalyst. In these cases, the
reaction would need to proceed through consective outer
sphere SET events. The first SET induces a single-radical
oxidation intermediate and thus it would be challenging for a
subsequent photon to induce the intramolecular N—N
coupling under our conditions: (entries 8—12) for example,
charge transfer to readily formed [Cu(I)(1a),]* via an outer
sphere SET produces [Cu(II)(1a),]**. A second SET
oxidation step is less likely to occur to a transiently formed
[Cu(Il)(1a),]*" but would rather prefer the thermodynami-
cally favored and widely available, in a homogeneous system,
another [Cu(I)(1a),]*. Outer sphere SET, which would

Table 1. Reaction Comparison and Optimization

H /©/ Cu:CsPbBrs C
N 1
©/ \/\/\u CHaCly, 1, Air, Blue LED N
1a

Entry Change from Standard Conditions 1b,%"
1 None 90

2 without Cu-CsPbBr; 0

3 without Blue LED 0

4 Under N, in closed vial 0

S With CsPbBr; instead 0

6 With Cul instead 0

7¢ With CsPbBr; + Cul Trace
8¢ Ir(ppy); + Cul 0

97 Ir(ppy)(dtppy) + Cul 0
107 Ir(dFCF;ppy),(dtppy) + Cul Trace
114 Ru(bpy);(PF), + Cul 0
124 Mes-Acr + Cul 0

13 Cu-CsPbBr; exchanged from CuBr 86

14 Cu-CsPbBr; exchanged from CuBr, 39

1S Cu-CsPbBr; exchanged from CuCl 70

16 Cu-CsPbBr; exchanged from CuCl, 35

“Conditions: 1a (0.1 mmol), Cu:CsPbBr; (2 mg), CH,ClL, (2 mL),
room temperature, under air, 18 h. bIsolated yield. “Directly added, no
exchange time. Catalyst ratio 1:1.

operate in a cocatalyst scenario, also favors [Cu(I)(1a),]*
oxidation over transiently formed [Cu(I)(1a)(1a+)]*, result-
ing via disproportionation from [Cu(1I)(1a),]*". Therefore, a
MET pathway is not likely for homogeneous or cocatalyst
arrangement conditions and is, in fact, not observed under our
conditions.

Further exploration of the catalytic performance was
conducted using various Cu(I) and Cu(II) halides (entry 1,
13—16). We find that Cu(Il)-exchanged NCs (entry 14) are
much less active. Cu(1) is readily photoxidized to Cu(II), while
further oxidation to Cu(III) is too deep to be reached from the
NCs valence band. Overall a 2 h Cul-exchange renders the
highest yield of 1b (entry 1, and Figure 2a). ICP-OES
(Inductively Coupled Plasma Optical Emission Spectroscopy),
indicates a Cu content of ~1% in the optimized catalyst, noted
here as Cug,:CsPbBr; (see SI Section S). A higher Cu-loading
does not necessarily correspond to a higher reactivity, i.e., a 12-
h ion-exchange, leading to >5% Cu-incorporation, results in
less catalytic activity. The optimal catalytic activity arises from
a balanced and synergistic effect of the Cu cation exchange and
Cu catalytic activity. Deficient Cu-loading corresponds to a
lower number of Cu-catalytic sites and a lower yield. While
higher Cu-incorporation results in phase segregation forming
CsCuX,; rather than further substitution of Cu in the CsPbBr;
NCs as evidenced by the emerging CsCuX; peaks in the XRD
for longer cation exchange times (SI Section 3), here, CsCuX;
is likely neither catalytically nor optically active.

Under our ion-exchange setup, the exchange reaction time
determines the amount of Cu-incorporation, that is, when an
excess of Cu(I) is employed but under the same exchange
time, i.e., two hours, we find the same photocatalytic activity
(yield of 1b, Figure 2b). Overall, only cation-exchanged Cu
sites are responsible for the catalytic reaction observed here,
and a Cugg:CsPbBr; appears to be optimal. Reuse of the
catalyst through centrifugation is achievable for at least four
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Figure 2. Mechanistic exploration. (a) Optimized Cu loading for yield of 1b; 0.5 mg Cul per 2 mg NCs used for ion-exchange under different time.
(b) Catalytic performance using excess Cul for ion-exchange with 2 mg NCs under 2h ion-exchange time. (c) FTIR comparison indicating the

surface binding of substrate through Cu.

cycles rendering a catalytic TON of up to 44600 based on Cu
for 1b production. (see Methods).

Inner Sphere Consecutive Electron Transfer. The
challenge for oxidative intramolecular N—N coupling origi-
nates from the diradical formation that must occur on a single
diamine molecule. Note that the production of two singly
oxidized diamines in solution does not yield the observed
heterocyclic product but rather produces intermolecular N—N
coupling products that are not observed. Thus, consecutive
inner sphere charge transfer events from the NC VB to the
Cu(I) orbitals followed by charge-transfer to a surface-bound
substrate lead to the key intermediate for diradical formation,
rendering the intramolecular N—N product formed directly
from the diamine starting materials.

To achieve this photocatalytic activity, we propose that the
diamine substrate coordinates to Cu-sites on the surface of the
perovskite NCs such that sequential excitation of the NC leads
to the diradical formation. Direct evidence of the diamine
coordinating to Cu surface sites is suggested via an IR
comparison between pristine CsPbBr; and Cu-exchange NCs
after mixing with the substrate (Figure 2c). There are clear C—
C stretching modes at ~1500 cm™!, C—H bending modes at
2500 em™!, N—C stretching modes at 1250 cm™!, and N—-H
stretching mode at 3400 cm™ that are present only for m-2
(after centrifugation) whereas no adsorbed substrate is
detected via FTIR in the system without Cu. Furthermore,
the IR response associated with the diamine increases when a
higher loading of Cu-exchanged samples are employed. The
coordinated NC is labeled m-2 in the photocatalytic cycle
proposed in Figure 3.

The coordination complex, m-2, facilitates the sequential
oxidation of the substrate, i.e.,, m-4 to m-6. In our mechanism,
photoexcited m-2 undergoes sequential inner sphere MET
events to induce the consecutive oxidation of the diamine.
Transient absorption (TA) spectroscopy was used to study the
mechanism and determine the time scale for hole localization
and the subsequent oxidation of the substrate. We compare the
TA spectra (Figure 4a) and TA kinetics (Figure 4b) of as-
synthesized CsPbBr; NCs (black-traces), 1% Cu-doped
CsPbBr; NCs (red), and Cu-doped NCs in the presence of
substrate la (blue) under N, to examine the behavior of
photogenerated carriers. Changes in the TA spectra likely
correspond to charge separation that has been observed in
previous experiments.44 Transient kinetics at the center of
exciton peak indicates a very fast charge localization (<1 ps)
for Cu-doped NCs vs CsPbBr; NCs. (Comparison of the early
decay of black vs red-traces; see SI Section 7 for kinetic

H*

Figure 3. Proposed sequential charge transfer reaction mechanism.

analysis). We assign this 0.5 ps decay to hole-localization on
the Cu site forming Cu(II), m-3, consistent with DFT
simulations that place the Cu(I) d-orbitals ~300 meV above
the VB of CsPbBr; (SI Section 4).

The formation of Cu(II) upon light illumination is further
confirmed by in situ EPR experiments (Figure 4c). Cu(1I) has
a d’ electronic configuration and thus exhibits a strong EPR
response while Cu(I) (d'°) is EPR silent.”> For our reaction
mixture, before light illumination there is no EPR signal,
corroborating the proposed Cu(I) surface doping discussed
above (i.e., Cu replaces Cs). We have also performed TA
measurements in air to examine the reaction pathway (SI
Section 7), the observed kinetics are nearly invariant when
compared with the N, kinetics at early time delays (<100 ps).
This is an indication that the Cu(Il) formation is likely due to
photogenerated holes localization and not O,-induced
oxidation. The observation that the hole- rather than O,-
induced Cu(I) oxidation is also corroborated with EPR control
experiments, where Cu:CsPbBr; under air, but without 1la,
results in no EPR signal under light. Further, when the light is
blocked, the EPR signal goes back to zero (Figure 4c, green
trace).

With the addition of the substrate 1a, we find an additional
decay channel in the TA kinetics with a time constant of
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Figure 4. Transient spectra and kinetics of perovskite nanocrystals
(NCs) and 1% Cu doped NCs (Cu NCs). (a) Transient spectra at S
ps delay and (b) Transient kinetics with fits at the center of exciton
peak of pure perovskite nanocrystals (NCs, black), Cu doped
perovskite nanocrystals (Cu NCs, blue) and Cu doped perovskite
nanocrystals with substrates 1a excited with 480 nm (2.6 eV) pump
pulse under N,. (Cu NCs+sub, green). (c) In-situ EPR evidence of
Cu(II) formation upon light illumination and disappearance when the
light is blocked. (d) In-situ EPR evidence of DMPO trapped N-
radical.

around 20 ps (Figure 4b, blue-trace compared to red-trace).
Since the TA spectra indicates a charge separated state (blue-
curve in Figure 4a), this faster decay is assigned to Cu(Il)
disproportionation to Cu(I), transferring a hole to the
substrate and forming m-4, likely precluding further hole
accumulation on Cu(II) to form Cu(III). The fast time scale of
the substrate oxidation supports the assignment of an inner
sphere charge transfer to the Cu-coordinated substrate.”*’
This fast charge transfer is also supported by electrochemical
data (SI Section 8) where oxidation potentials of the diamine
substrate are located above that of Cu d-orbitals. The Cu(II)
EPR response gradually disappears when the incident light is
blocked, providing further evidence for our proposed Cu(II)
disproportionation in the catalytic cycle.

We can readily deduce from these TA measurements that a
second absorbed photon (during the catalytic reaction) would
follow the same pathway to form Cu(II), m-5, that again
disproportionates regenerating Cu(I) and the diradical (m-6)
which is the key intermediate for N—N heterocyclization. In
further support, DMPO (S§,5-dimethyl-1-pyrroline-N-oxide) is
commonly employed in EPR experiments to directly monitor
in situ radical intermediates.”> In-situ EPR spectra of our
reaction mixture with DMPO indeed provides evidence of our
proposed N-radical via its characteristic signal (Figure 4d).
Regeneration of the perovskite-NC can be achieved via
electron transfer from CB to O, as demonstrated previously.”'
This is supported by the fact that no reaction is observed in the
absence of oxygen (Table 1, entry 4), and the DFT simulations
place the O, reduction potential to be ~200 meV below the
CB. Thus, photogenerated holes rapidly oxidize Cu(I) to
Cu(II), whereas the photogenerated electrons reduce O,.

The production of the key diradical intermediate m-6 is
confirmed via a radical trapping experiment with butylated
hydroxytoluene (BHT), a common radical-trapping reagent”’
(see SI Section 9 for details). When BHT is employed to
interfere with the reaction, the diradical trapping complex 7¢

was isolated and characterized with Nuclear Magnetic
Resonance (NMR), Mass Spectrometry (MS), and single-
crystal X-ray crystallography (Figure S and details in SI

Figure S. Crystal structure of diradical m-6 trapped intermediate 7c.
(50% Thermal Ellipsoids)

Sections 10—12). Note that monoradical BHT-trapping 7d is
also observed in the MS and NMR but with a much smaller
amount providing further evidence for the proposed pathway
since some may dissociate from m-4 or m-5. MET events
toward a similar diradical formation, as proposed here, have
been observed on graphite electrodes in an electrochemical
heterogeneous catalytic system.4 ’

Our ion-exchanged heterogeneous approach via inner sphere
MET events provides a unique strategy toward photodriven
diradical pathways whereas homogeneous photocatalysts are
likely not able to achieve that. Rather, oxidation of aryl/alkyl
amines may lead to imines,’’ >’ azo-complexes,’”*' or
intermolecular coupling via SET**** in homogeneous systems.
Mild conditions (room temperature under air; entries 8—12)
lead to low conversion of substrate 1a when a homogeneous
photocatalyst was employed with a Cu(I)-catalyst. Under 1
atm O, environment in an elevated temperature, dealkylative
azobenzenes are observed (SI Section 13). In accordance, the
diradical trapping experiment using molecular photocatalysts,
as a control, yielded no 7c product. Excited state oxidative
potentials, (i.e., entries 10, 12) even significantly higher than
the VB of the perovskite NCs (or the Cu intermediate), still
result in a single-radical which may readily convert to an imine
via dehydrogenation,”” ™ an azo-complex via dealkyla-
tion”” "% or an intermolecular N—N coupling**™* as
discussed above. The key to our heterogeneous catalytic
system is the coordination of the diamine to the Cu
heterogeneous environment allowing for multiple charge
transfer events.

Scope of Reaction. We explored the scope of this
heterogeneous photocatalysis. As shown in Table 2, N—N
heterocyclizations are widely successful toward pyridazine and
S-member pyrazolidines with 52 examples (36b—52b; see SI
Section 14) Notably, symmetrical and unsymmetrical
couplings, aryl—aryl or aryl-alkyl scaffold, and products of
various functional groups on substituted aryls or alkyls or on
N-N rings are obtained. Biorelevant 14b or medicinally
crucial Lewis-basic nitrogen heterocycle tolerant molecules,
i.e,, indole 12b, carbazole 13b, pyridine 31b and 32b, pyrazole
33b and 34b, tryptamine 35b are also produced in 20—85%
isolated yield.

Sterically hindered heterocycles, i.e., 4- or 8-member rings,
are not successful; however, their respective diradical BHT-
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Table 2. Scope of Reaction®
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“Cu-CsPbBr; (4 mg), 48 h. bBHT (1leq) added for trapping. “36b—
52b in SI Section 14.

trapping products 55¢—56¢ are validated. We suspect the ring
closure for diradical m-6 is not kinetically favored due to a
strained pathway; this results in a failure of the diradical
coupling. This is proved by the different level of BHT-trapping
efficiency in which rates for closure of S-member rings are fast,
resulting in both ring-closure product 23b, di(23c), and mono-
BHT (23d) trappings (SI Section 9). While the rates for other
products are slower, BHT inhibits ring-closure product
completely but results in trapping products only. Interestingly,
the di-BHT trapping product 7c is in significantly higher
concentration than the mono-BHT trapping 7d in the case of
6-member rings, while the reverse is true for other cases.
Therefore, in addition to strain, lower concentration of the
diradical intermediate may also account for the failure of N—N
coupling in strained rings.

Overall, electron withdrawing substrates are still challenging
because they demonstrate a much higher oxidation potential as
shown by the cyclic voltammetry. (SI Section 8) The high
oxidation potential of these substrates may impede the
disproportionation of Cu(Il) (m-3 or m-5) for Cu(l)
regeneration, inhibiting inner sphere charge transfer from
Cu(II) to the substrate, thus resulting in no reactivity. Further
band-tuning of the photocatalyst with Cl~, indeed, significantly
deepens the VB of the NCs into a more oxidative potential

than these substrates but still results in no yield. (SI Section
15) This likely occurs because charge transfer from VB to
Cu(I) is already facile. Anion-tuning of the perovskite NCs
should not alter the Cu(Il)/Cu(I) potential where the
disproportionation is still impeded, resulting in little impact
toward these substrates activation.

B CONCLUSION

In summary, we have developed a transition metal merged
heterogeneous photocatalytic system for a selective intra-
molecular N—N heterocyclization. N—N heterocyclic motifs
are prevalent in natural products, biorelevant complexes, and
pharmaceuticals.”> Therefore, the scientific challenge of
achieving a general N—N heterocyclization from green sources
is attractive. Catalytic N—N cyclization is challenging,
particularly saturated sp® C-based N—N rings that are
remarkably labile. Previous approaches toward unsaturated
N—-N rings were limited to five-member heterocycles,
stabilization protocols using amide or imine bonds, or 7-
conjugated N—N bonds, e.g,, electrocatalytic N—N coupling to
achieve pyrazolidin-3,5-diones,***’ a phosphetane redox cycle
resulting in indazoles,”” and transition metal-based catalysis for
five-member aromatic N—N heterocycles.”*™®" Furthermore,
the traditional retro-synthetic approach for N—N heterocycles
include highly carcinogenic stoichiometric hydrazine as a
starting material. In contrast, the photocatalytic broad scope
N—-N bond-forming reactions developed here that occur
directly from vastly abundant amines constitutes a green
approach. Synthetic avenues toward forming N—N bonds are
scarce compared to those of C—C bond-forming reactions,
although much more stable azo N=N bonds are synthetically
achievable.”’

Mechanistic exploration has been illustrated to support the
unique diradical pathway via consective inner sphere charge
transfer events. Rationally tuning a heterogeneous catalyst,
particularly a photocatalyst, is inherently challenging. However,
the hybrid metal-halide perovskite NCs provide an excellent
platform for transition metal incorporation via cation-exchange
strategies, rendering a simultaneous light-active photocatalysis
and a transition metal catalysis for which such strategies would
be difficult to employ for other photocatalysts. Metal doping,
tuning, or exchanging of lead-halide perovskites are vastly
explored in photovoltaics. We are demonstrating here the
transformative nature of metal-halide perovskite systems
toward a unique MET photocatalyst system. Merging widely
applicable transition metal catalysts into a heterogeneous
photocatalyst may forge an exceptional catalytic outcome as
demonstrated here. We envision that transition metal-tuned
perovskite NCs may open an exciting realm in heterogeneous
photocatalytic organic synthesis.

B EXPERIMENTAL SECTION

All commercially available reagents and solvents used in this study
were purchased from TCI, Fisher or Sigma-Aldrich and used without
further purification. Flash column chromatography was performed
using 40—63 pm silica gel (SiliaFlash F60 from Silicycle). Preparative
thin-layer chromatography was performed on silica gel 60 A F254
plates (20 X 20 cm, 1000 pm, SiliaPlate from Silicycle) and visualized
with UV light (254/360 nm). NMR were measured on a Varian
spectrometer. Chemical shifts are reported in ppm downfield from
Me,Si by using the residual solvent peak as an internal standard.
Spectra were analyzed and processed using MestReNova Ver. 6.2.0—
7163. GCMS was performed on an Agilent 7890 with an Agilent HP-S
ms column (15.0 m X 250 gm X 0.30 um film thickness) and with an
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Agilent 5973 mass detector operating at 70 eV. HRMS EI (m/z) was
tested on a Waters-Micromass QuattroMicro. ICP-OES measurement
was conducted with a PerkinElmer Optima 3000 DV.

General Procedure for Preparation of Perovskite Catalyst.
CsPbBr; nanocrystals (NCs) were synthesized by modifying the hot
injection method previously reported.">° First, a Cs-oleate solution
was prepared by charging a 100 mL 3-neck flask with Cs,CO;(0.16g)
along with octadecene (6 mL, ODE) and oleic acid (2.5 mL, OA) and
drying for 1 h under a vacuum at 120 °C. The Cs-oleate solution was
then followed by N, sparging at 150 °C until all of the Cs,CO;
dissolved in ODE. In a separate 100 mL 3-neck flask, 10 mL of ODE
and PbBr,(0.178 g, 0.486 mmol) was dried for 1 h under a vacuum at
120 °C and subsequently purged with N, followed by an injection of
both oleylamine (1 mL) and OA (1 mL). Once the Pb salts dissolved,
the temperature was raised to 180 °C, and the prepared Cs-oleate
solution (2.1 mL) was swiftly injected into the reactor. After five
seconds, the yellow-green reaction mixture was cooled by an ice bath
and subsequently washed with tert-butanol (10 mL) and ethyl acetate
(30 mL). After centrifuging at 9000 rpm for S min, a yellow-green
precipitate was obtained and air-dried overnight.

Preparation of Cu:CsPbBr; NCs. A 20 mg portion of CsPbBr; NCs
were resuspended in toluene (10 mL) followed by the addition of
CuBr salt (5 mg), and the mixture was stirred vigorously in the dark
for 2 h. The resulting yellow-green solution mixture was centrifuged at
9000 rpm for S min. The supernatant was discarded, and the
Cu:CsPbBry NCs pellet was dried in an vacuum oven at 50 °C
overnight. Cul or CuCl exchanges were performed under the identical
conditions; see details in SI Section 1.

Photocatalytic Reaction Setup. The amine substrate (0.1
mmol), CH,Cl, (1.5 mL), Cu:CsPbBr; (2 mg), and stirring bar
were added to a 4 mL vial under ambient conditions. Then the
reaction mixture was irradiated with a Kessil Blue LED (456 nm,
distance to the reaction vial ca. 30 cm) at room temperature under an
open air atmosphere (attached a 1 mm diameter venting needle into
the sealed cap) for 18 h. Upon completion, the reaction mixture was
concentrated and the residue was purified by a column chromatog-
raphy.

The photocatalyst was reused via centrifugation from the reaction
mixture (0.5 mmol scale) and was reapplied at the same scale with the
substrate (e.g., 1a). The photocatalyst is active for at least four cycles
with the yield noted as 84%, 78%, 73%, and 71%. The catalytic
turnover number based on Cu was calculated according to the
recentrifuge method.

TON = moles of product/mol of Cu = [0.5 mmol*(84%+78%
+73%+71%)]/(19*2 mg/579.8 g/mol) = 44600

EPR Study. The reaction mixture containing substrate 7a (0.1
mmol), CH,Cl,(1 mL) and Cu:CsPbBr; (2 mg) was added into an
EPR tube (Magnettech MS-5000 (X band)). The reaction mixture
was gently bubbled with air for 15 min before the measurement. The
reaction mixture was irradiated in situ with the blue LED at room
temperature at various times. The EPR measurement was also
recorded at different times when the light was blocked. For details, see
SI Section 2.

TA Experiment Setup. Transient absorption measurement is
based on the Ti:sapphire laser amplifier (Coherent Astrella, 800 nm,
pulse duration ~60 fs, ~5 mJ/pulse, and 1 kHz repetition rate) and
the pump—probe transient absorption spectrometer (Helios, Ultrafast
System). The fundamental beam (800 nm) is split in two beams. One
beam is sent to an optical parametric amplifier to generate the pump
pulse at 480 nm (2.6 V), and its intensity is attenuated by two
neutral density filter wheels. The other 800 nm beam was focused into
a sapphire to generate a white light probe. Probe delay can be up to
~3 ns and is tuned by a delay line. The pump and probe are focused
and overlapped onto the sample. The probe size is ~200 pum, and
pump beam size is ~400 ym. The beam size is defined as the radius of
an aperture that contains (1/e*) of the total power. The samples are
constantly stirred to give reactants enough time to diffuse. In the TA
experiment, the excitation density is kept low (~6 nJ/pulse or 7.65 X
10° photons/pulse)*” such that no multiple excitons are generated in
the nanocrystals to complicate our reaction kinetics. The nanocrystals
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concentration used in the TA experiment is 0.2 mg/mL, and the
substrate concentration is kept at 2 mg/mL.
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