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Boosting the catalytic performance of
metalloporphyrin-based covalent organic
frameworks via coordination engineering
for CO, and O, reductiont

Zhixin Ren, 2 Ke Gong, Bo Zhao, " Shi-Lu Chen® and Jing Xie = *

Metalloporphyrin-based covalent organic frameworks (Por-COFs) are emerging as electrocatalysts;
however, so far experiments have primarily focused on M—Ng4-coordinated Por-COFs. A wealth of coor-
dination modified systems with potential catalytic capability remains to be explored. Herein, we report a
proof-of-concept computational study on the coordination engineering of Por-COFs as electrocatalysts
for reducing CO, and O,. Systematic density functional theory calculations were performed on 15 types
of heteroatomic Por-COFs, featuring M—N,O,S, (M = Fe, Co, and Ni; x + y + z = 4) centers. Calculations
predicted that the Co—N,O,-Por-COF is an optimal CO,-to-CO catalyst candidate (limiting potential
USOZRR = —0.58 V) and the Ni—N,S,-Por-COF is an optimal O,-to-H,O catalyst candidate (overpotential
7°fR = 0.46 V); both heteroatomic-Por-COFs display better catalytic activity and selectivity than their
corresponding parent M—N4-Por-COFs. Electronic structure analysis attributes the enhanced catalytic
performance to the additional stabilization, endowed by the heteroatoms, of critical reaction intermedi-
ates. Furthermore, feature importance analysis based on machine learning models confirmed that the
interplay between the central metal and the coordinated atoms is crucial for catalytic performance.
This work predicts new Por-COFs as electrocatalysts for CO, and O, reduction and showcases the

great potential of coordination regulation strategies in designing high-performance COF-based

rsc.li/frontiers-materials electrocatalysts.

1 Introduction

Covalent organic frameworks (COFs) are emerging electro-
catalysts for energy conversion and storage, primarily due to
their well-defined active sites, tunable coordination and topol-
ogy, and accessible pore surfaces." COFs are organized by
organic knots and covalently connected linkers. Recently, the
incorporation of metallo-porphyrin (Por) or phthalocyanine
(Pc) knots into COFs has resulted in highly active, selective,
and stable catalysts for electrochemical reduction of CO, and/
or 0,.°7% In 2015, the Yaghi group developed the first cobalt
porphyrin-based COF (i.e., COF-366-Co), which enables a
26-fold increase in electrochemical CO, reduction reaction
(CO,RR) activity compared to the molecular porphyrin
catalyst.® The Jiang group synthesized the CoPc-PDQ-COF,
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which enables a 32-fold increase in CO,-to-CO activity com-
pared to the molecular phthalocyanine catalyst.>> In addition,
the Co-TEPP-COF/C composite and FePc-BBL-COF displayed
high electrocatalytic activity and selectivity for the reduction
of 0, to water.?%>”

Of note, the abovementioned Por/Pc-based COFs share a
M-N,-coordination centre. Coordination engineering, which
alters the N -environment to heteroatoms, is an effective strat-
egy to improve the catalytic properties of two-dimensional
atomic dispersed transition metal catalysts in N-doped carbon,
i.e. M-N-C single atom catalysts (SACs).>"** For example, Zhao
et al. designed Ni-based carbon nanosheet SACs with NiN;S
sites and Song et al. designed Cu-based carbon support SACs
with CuN;O or CuCO; sites; all of these catalysts showed high
catalytic activity and selectivity for CO production.**** Li et al.
synthesized an ortho-coordinated FeN,O,@graphene catalyst
and achieved enhanced oxygen reduction reaction (ORR) per-
formance in zinc-air batteries.*® Wang et al synthesized a
carbon-supported Ni-based SAC with N,O, coordination for
high-efficiency O, reduction to H,0,.>” Theoretically, the per-
formance of graphene-based MS,N, (M = Fe, Co, Ni, and Cu)
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and FeXY,N; ; (X, Y =B, C, O, P, and S) SACs was investigated,
leading to promising catalysts for electrochemical CO,RR or
water electrolysis, respectively.*®*° However, to our knowledge,
in experiments, coordination engineering has not been applied
in Por/Pc-based COFs yet.

As a matter of fact, molecular heteroatomic porphyrins and
metallo-heteroatomic porphyrins complexes have already been
successfully synthesized.**™® These include singly-substituted
cores, such as N;O'"™ and N;S,"*™" as well as doubly-
substituted cores, such as N,0,,*' N,S,,*”*® and N,0S.*° The
embedded central metals include Fe, Co, Ni, Cu, Re, and Ru. In
addition, H. Kim et al. have shown that Ni coordinated with 21-
oxatetraphenylporphyrin (N3;O-TPP) becomes highly active
toward electrochemical CO,-to-CO reduction, unlike the barely
active NiN,~TPP complex.’® These achievements make us believe
that it is possible to synthesize heteroatomic-Por-COFs in the
future. Accordingly, we anticipate that the incorporation of O
and/or S atoms into the porphyrin unit will change the catalytic
properties of the COFs, thus affording a series of new catalysts.
Hence, a priori theoretical computation is important.

Herein, we present a proof-of-concept computational study
on the coordination engineering of Por-COFs for catalysing the
reduction of CO, and O,, highlighting their importance in
carbon neutrality and fuel cells. Through systematic periodic
density functional theory calculations on M-N,O,S, coordi-
nated Por-COFs (Fig. 1), where M = Fe, Co, and Ni, we con-
firmed that coordination engineering is an effective strategy to
boost the catalytic performance of Por-COFs. Calculations pre-
dict the Co-N,0,-Por-COF to be the optimal catalyst candidate
for CO,RR while the Ni-N,0,-Por-COF is optimal for ORR. The
essence of enhanced catalytic performance was further investi-
gated through electronic structure analysis and machine learn-
ing models. This study provides a fundamental mechanistic
understanding of a new group of Por-COF electrocatalysts and
identifies several candidates for CO,RR/ORR, thus paving
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the way toward computation-guided design of potential electro-
catalysts.

2 Computational details
2.1 Calculation model setup

The metal-anchored Por-COF shown in Fig. 1a was used as the
parent model for coordination engineering. It has been readily
synthesized with 5,10,15,20-tetrakis(4-benzaldhyde)porphyrin
and p-phenylenediamine (PPDA)."”>' A periodic model of the
Por-COF was used for calculations throughout this work. The
unit cell of monolayer M-N,O,S,-Por-COFs, containing 60 car-
bon atoms, 8 nitrogen atoms (or one or two to be substituted
with oxygen and/or sulphur atoms), 36 hydrogen atoms, and 1
metal atom, was used. Furthermore, a 20 A vacuum layer was
placed on top of the surface to prevent mirror interactions.

2.2 Density functional theory (DFT) calculation methods

Spin polarized periodic DFT calculations were performed using
the Vienna Ab initio Simulation Package (VASP).>>>* Electron
exchange and correction were described using the Perdew-
Burke-Ernzerhof (PBE) functional within the generalized gra-
dient approximation (GGA).”***> Grimmes’s D3 scheme of dis-
persion correction was included to describe the van der Waals
(vdW) interaction.’® The plane wave basis was employed using
the projector augmented wave (PAW) method with a cutoff
energy of 520 eV.’”°® The DFT+U calculations were performed
and the corresponding U-J values are listed in Table S1
(ESI1).>*%° Brillouin zone was sampled using 3 x 3 x 1 and
5 x 5 x 1 k-point grids for geometry optimization and electro-
nic structure calculations, respectively. All atoms were allowed
to relax during geometry optimization, and the convergence
criteria for force and energy were set to be 107> eV A" and
107" eV, respectively. A vacuum layer of 20 A was placed between
adjacent layers to prevent interaction. For M = Fe/Co/Ni, different
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Fig. 1 (a) Unit cell of the M—N4-Por-COF (M = Fe/Co/Ni) considered in this work and the constructed N,O, S, coordination models. Reaction pathways

for (b) CO,RR-to-CO and (c) ORR-to-H,0O, (2e7)/H,0 (4e7).
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spin states were tested and the discussed data correspond to the
most stable structures (Tables S2-S4, ESIt). The implicit solvent
model implemented in VASPsol with a dielectric constant of 78.4
was used for the aqueous solution.®>**

2.3 Reaction free energy calculation

The computational hydrogen electrode (CHE) model developed
by Norskov et al.®® was applied to obtain the thermodynamic
Gibbs free energy change (AG) of all elementary reactions:

AG = AE + AEzpp — TAS + AGy + AGpn (1)

where AE, AE;pr and AS are the difference in electronic energy,
zero-point energy correction and entropy between the product
and the reactant of each elementary reaction, respectively, and
T is set as 298.15 K. Ezpr and AS were obtained by calculating
the vibrational frequencies for the adsorption intermediates
(Tables S5 and S6, ESIt). AGy and AGpy represent the free
energy corrections caused by the electrode potential (U) and the
H' concentration, respectively. Specifically, AGy = —neU, where
n is the number of transferred electrons and U is the applied
potential; AG,y = k5T x In10 x pH, where kg is the Boltzmann
constant. The pH is set as 0 in this work for convenience, as has
been done in most works.'®3%3%:%4 The stability of the designed
COFs under highly acidic conditions requires further experi-
mental examination, but existing literature supports that
certain M-Por-COFs are stable in acidic solutions.®>®” In a
few cases, energy values were computed at pH = 7 for compar-
ison. It is important to note that the relative catalytic capability
of the designed COF catalysts remains the same under different
PH conditions.

The potential-determining step (PDS) is the step with the
largest reaction Gibbs free energy value (AGma,) among all

elementary steps. The limiting potential (UEOZRR) of CO,RR

is defined as U, = —AGpay/e. The overpotential (3°F%) of ORR is
defined as 7 = U° — U, where U° is the equilibrium potential.

2.4 Stability evaluations

The thermodynamic and electrochemical stabilities of Por-COFs
were investigated using binding energy (E,), the difference
between adsorption energy and cohesive energy (E, — Econ)
and dissolution potential (Ugiss). E, measures the binding
energy between the metal atom and the substrate,”® E.y,
measures the cohesion tendency of isolated metal atom to
form the bulk metal,’®”® Ug;,, measures the ability of active
metal atoms to resist dissolution under electrochemical condi-
tions;”" the related equations are as follows

Ep = Epor-cor+m — Epor-cor — Esingle-m (2)
Econ = Epuik — 1 X Esinglem (3)

° Eb - Ecoh
Udiss = Ulgigs(m,bulk) — TN, (4)

where Ecorim, Ecor, Esinglem and Epyji are the total energy of
the Por-COF with M, the Por-COF without M, the single M atom
and the total energy of metal atoms in the most stable bulk
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structure, respectively; U;iSS(M,bulk) and N, are the standard
dissolution potential of bulk metal and the number of electrons
involved in dissolution, respectively. Ey, < 0, Ep, — Econ < 0, and
Ugiss > 0 indicate that the catalyst has excellent thermo-
dynamic and electrochemical stability. These criteria have been
used to evaluate the stability of single atom catalysts in several
WOrkS.60’72’73

The dynamic stability of Co-N,0,, Ni-N,S,-, and Fe-N,OS-
Por-COFs was further tested through ab initio molecular
dynamics (AIMD) simulations using the VASP package. A con-
stant volume/temperature (NVT) ensemble and a Nose-Hoover
thermostat were used to maintain the temperature at 300 K.
The equation of motion is integrated using the Verlet algorithm
method with a timestep of 2 fs, and the total simulation time is
10 ps for each system.

2.5 Machine learning (ML)

All machine learning (ML) predictions were conducted using
an open-source Scikit-learn library within the Python3
environment.”* The optimum parameter values for the three
different ML algorithms used in this work, i.e., random forest
regression (RFR),”” gradient boosting regression (GBR),”>”” and
extreme gradient boosting regression (XGBoost),”® are given in
Table S7 (ESIt). Twenty widely recognized features relevant to
active center properties were selected as input features
for training ML models. All data sources were obtained either
from existing databases or through single-step optimization
calculations.”® The input dataset was randomly divided into a
training set and a test set in a 4:1 ratio. Given the constrained
dataset size and potential errors stemming from the segmenta-
tion process, a fourfold cross-validation approach was imple-
mented to ensure the model’s generalizability. This approach
entails the creation of four distinct training and test sets for ML
model training and evaluation over four iterations. The optimal
algorithm for UZ??®® and 7R prediction was determined by
comparing the average values of root mean square error (RMSE)
and coefficient of determination value (R> score) across four
iterations; then, the best prediction on the test set was recorded
for discussion.

3 Results and discussion

As shown in Fig. 1a, the metal-anchored Por-COF with PPDA as
a linker was used as the parent model for coordination engi-
neering. Three non-noble transition metal centers were con-
sidered: M = Fe, Co, and Ni. The four coordinated N atoms were
partially substituted with either O or S atoms, leading to 5
different coordination models: N;O, N3S, ortho-N,O,, ortho-
N,S,, and ortho-N,OS. Taking together, a total of 15 types of
M-N,O,S.-Por-COFs were designed. The optimized structures
(Fig. S1, ESIt) of the porphyrin macrocycles of M-N;O- and
M-N,0,-Por-COFs maintain the square-planar geometry, as
observed in M-N,-Por-COFs, whereas the substituted S atoms
are positioned out of the plane due to their bulkier atom size.
The observation of plane distortion caused by the bulkier S
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atom has been noted in molecular N3;S-, N,S,- and N,OS-
porphyrins,*****® as well as in M-N-C graphene-based SACs.**®

3.1 Stability and conductivity

The thermodynamic and electrochemical stabilities of hetero-
atomic Por-COFs were evaluated using binding energy (E),
the difference between binding energy and cohesive energy
(Ep — Econ) and dissolution potential (Ug;ss). Calculated values
(Fig. 2a-c) suggest that the N3O-, N3S and N,O,-coordinated
Por-COFs, similar to the experimentally synthesized M-N,-
Por-COFs, meet all the stability criteria, ie., E, < 0, E, —
Econ < 0 and Ugiss > 0, meaning that the materials are able
to avoid migration and aggregation of metal atoms under
actual electrochemical work conditions. However, for the
N,S,- and N,OS-coordinated Por-COFs, the values of (Ep, — Ecop)
are slightly positive and Uy;ss values are slightly negative, which
is likely attributed to the structure deformation introduced by S
atoms. Hence, we further tested their dynamic stability using
ab initio molecular dynamics (AIMD) simulations at 300 K.
Throughout the 10 ps simulation, the systems maintain their
integrity with the metal atoms sitting in the center position,
confirming their structural stability (Fig. S2, ESIt).

Then, the electrical conductivity of the designed materials
was evaluated based on their band gaps (Ey). The E, values of
parent M-N,-Por-COFs are 1.21, 1.39 and 1.45 eV for M = Fe, Co,
and Ni, respectively (Fig. 2d and Fig. S3, ESIT). Such large gaps
indicate their poor electron transfer ability, consistent with the
limited current densities observed in experiments.’”” Encoura-
gingly, the calculated E, of heteroatomic Por-COFs decreases
greatly, suggesting an improved conductivity. Especially, the
calculated band gap of Fe-N;0-, Fe-N;S-, Co-N3S-, Co-N,0,-,
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Ni-N,0,- and Ni-N,OS-Por-COFs vanishes, thus displaying
conductor characteristics.

Accordingly, substituting the N-atom with O/S-atoms in the
metal coordination of M-N,-Por-COFs largely maintains stabi-
lity and improves conductivity, serving as the foundation of
further exploration of catalytic performance.

3.2 Catalytic performance

To investigate the effect of the coordination environment on
the catalytic performance of Por-COFs, we studied the electro-
catalytic reduction reaction of CO, and O, in sequence.

3.2.1 Reduction of CO, to CO. The conversion of CO, to CO
is the dominant product of CO,RR catalysed by Por-COFs,®"
11,15,17-19,22,28,82 o4 it is the focus of this study. As illustrate in
Fig. 1b, the pathway of converting CO, to CO catalysed by Por-
COFs follows these steps: (1) adsorption of CO,, (2) formation
of carboxylic acid intermediate (*COOH) via the 1st proton-
coupled electron transfer (PCET) step, (3) dehydration of
*COOH intermediates to form *CO intermediates via the 2nd
PCET step, and (4) desorption of CO to regenerate the catalyst.

The first step is the adsorption of CO,. The absorption
strength was slightly changed by substituting the N,-coor-
dination with N,O,S,-coordination, with AE,4s.co, ranging from
0.02 to —0.34 eV (Table S8, ESIT). This is consistent with previous
reports.®* Meanwhile, depending on the coordination type the
adsorbed shape of CO, on Por-COFs (Fig. S4 and S5, ESI}) can
either be linear (for the case of Ny, N3S, and N,S,) or bent (for the
case of N,O,, N30, and N,OS). For the bent case, the M-C-co, bond
is as short as 1.96 to 2.17 A, along with a stretching of the C-O
bond by 0.05 to 0.10 A (ca. 4.3-8.6% elongation).

Then, the following catalytic steps for CO,-to-CO conversion
were computed and are presented in the free energy diagrams
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Fig. 2 (a) The binding energy, (b) the difference between binding energy and cohesive energy, (c) the dissolution potential and (d) the band gap of

Fe/Co/Ni-N,O,S,-Por-COFs.
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Fig. 3 Free energy diagrams of (a) CO,RR on Co-Ng4-and Co—N,O,-Por-COFs and (b) ORR on Ni—N4-and Ni—N,S,-Por-COFs. Optimized config-
urations of (c) *COOH, *CO, and (d) *OOH, *O, *OH intermediates. Color code: Co, purple; Ni, green; C, gray; N, blue; O, red; S, yellow; and H, white. For
clarity, the tetraphenyl and p-phenylenediamine (PPDA) moieties of M—N,O, S, -Por-COFs are not shown. Note: the corresponding free energy diagrams

computed at pH = 7 are presented in Fig. S18 (ESIT) for comparison.

(Fig. S6-S8, ESIY). As calculated, the potential determining step
(PDS) for all the target M-N,O,S,-Por-COFs is the formation of
the *COOH intermediate (Fig. 3a and Fig. S6, ESIt). Fig. 4a
summarizes the corresponding theoretical limiting potentials
Up. In general, changing the coordination from N, to N,O,S,
shifts the U, “°**® towards the positive direction, meaning an
easier reduction and thus higher CO,-to-CO catalytic activity.
This is largely due to the stabilization of the *COOH inter-
mediate, thus lowering the free energy of the PDS (AG-_, «coon)-
In comparison, the Uy, values of the Co-system are generally less
negative than those of the Fe-/Ni-counterparts (Fig. 4a). Among
all the designed Fe/Co/Ni-N,0,S,-Por-COFs, the Co-N,O,-Por-
COF (U, = —0.58 V) is predicted to be the best CO,-to-CO
catalyst, followed by Fe-N,OS (U, = —0.64 V), Fe-N,O, (U, =
—0.66 V) and Co-N;O-Por-COFs (U, = —0.67 V). The above
results evidenced that modifying the M-N, coordination via
introducing O or/and S atoms is an effective strategy to enhance
the CO,RR catalytic activity of Por-COFs.

In addition, modifying the N, coordination also enhances
the selectivity of CO,RR over HER. Unlike the original three M-
N,-Por-COFs which exhibit a strong competition between
CO,RR and HER (Fig. 4b and Fig. S9, S10, ESIt), the majority
of the designed M-N,0,S,-Por-COFs display a distinct prefer-
ence for CO,RR. Exceptions are Ni-N;O, Co-N;0, Co-N,S and
Co-N,S, systems, which a show slight preference for HER. Such
undesired preference can be reversed in practice by adjusting

the pH of the electrolyte or tuning the composition of the
electrochemical double layer.**~%°

Although not the focus of this study, a great portion of spin
distribution was observed on the porphyrin ligands, as shown
in Co-N,0,-COOH intermediates (Fig S11, ESIT). This indicates
the non-innocent role of the porphyrin ligands, which has been
suggested by Liao et al.®*® This observation gives us a hint
that modifying the porphyrin ligand could further tune the
catalytic ability of the Por-COFs.

Based on the screening process considering intrinsic stabi-
lity, catalytic activity, and selectivity, four CO,-to-CO catalyst
candidates are predicted: Co-N,0,, Fe-N,0S, Fe-N,0, and
Co-N;0-Por-COFs. Remarkably, all of them display perfor-
mance comparable to available Por-COFs synthesized through
experiments (Fig. S12, ESIt). It is worth noting that these newly
designed Por-COFs may yield deep-reduction C1 products
(CH30H and CH,), especially when combined with photo-
sensitizers, sacrificial electron donors, or supporting
materials.”>*>%7%97°1 These aspects merit further exploration,
but we have limited this work to CO,-to-CO reduction.

In brief, incorporating O/S atoms to modulate the coordina-
tion environment of active metals in Fe/Co/Ni-Por-COFs has
been proven to be useful for CO,-to-CO catalyst design.
To explore the generality of this coordination modulation
strategy, we now redirect our attention to another crucial
electroreduction reaction, ORR.
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Fig. 4 (a) Limiting potential of CO,RR-to-CO of Fe/Co/Ni-N,O,S,-Por-COFs. (b) Limiting potential of CO,RR-to-CO vs. limiting potential of HER.
(c) Gibbs free energy changes (AG+oon - *o) of *O formation vs. Gibbs free energy changes (AG+«oon - Hoon) of HOOH formation. (d) Overpotential of
ORR-to-H,0 of Fe/Co/Ni-N,O,S,-Por-COFs.

3.2.2 Oxygen reduction reaction. Typically, the catalyzed
ORR under acidic conditions can proceed through either a two-
electron (2e™) pathway, resulting in the production of H,0,, or
a four-electron (4e”) pathway, resulting in the production of
H,O0. Fig. 1c shows the specific reaction pathways.

The adsorption of O, is the first step of ORR. In comparison,
all the O/S coordinated Por-COFs show stronger adsorption
of O, than the parent M-N,-systems, with the exception of the
Ni-N,S,-system. Observing the most stable O,-adsorped con-
figurations on the M-N,O,S,Por-COF (Fig. S13-515, ESIY)
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shows that Fe-systems favour a side-on configuration (resembling
the Griffiths-type) while Co/Ni-systems, except the Co-N,OS case,
favour an end-on configuration (resembling the Pauling-type). The
side-on *O, structures exhibit a greater O-O bond stretch relative
to the free O, (over 14% elongation for Fe-systems) than that of
end-on *O, (roughly 10% elongation for Co/Ni-systems), indicating
stronger activation of O, in the former (Fig. S16 and Table S9,
ESIt). The calculated O, adsorption energy (AEaqs0,) ranges from
—0.18 to —1.58 eV, indicating chemisorption of O,.

Since the 2e~ and 4e” ORR pathways share the first two
steps (* + O, —» *O, and *O, — *OOH) and diverge at the *OOH
intermediate, the selectivity is determined by the competition
between the free energy difference of AG«oon—*moon and
AG+oon - ~o. Fig. 4c shows that all the considered catalysts
favour the 4e~ ORR pathway over the 2e” ORR pathway, except
for the Ni-Ny-system shows similar preference, whose
AGx+o0om - 0 18 —0.67 eV and AG«oon — *noon i8S —0.71 eV. Hence,
we will focus on the 4e” ORR pathway, which converts O, to
H,0, in the following discussion.

The effect of changing coordination from N, to N,O,S; on
4e” ORR activity is central-metal-dependent: the ORR activity is
enhanced when M = Ni, however it is inhibited when M = Fe or
Co (Fig. 4d). An ideal 4e~ ORR catalyst requires the AG of each
elementary step to be ~—1.23 eV at zero potential, but nor-
mally the differential adsorption/desorption behavior of the
intermediates will disrupt this balance and results in over-
potentials (7°%%). Specifically, each catalyst has a different
PDS for the 4e” ORR (Fig. 3b and Fig. S17, ESIf): 1st step
(* + 0, » *OOH) for Ni-N,, Co-N,, and Co-N,S, system; 2nd
step (*OOH — *O) for the Ni-N,S, system, and 4th step
(*OH — *H,O0) for the rest. Although the parent M-N, catalysts
have lower #°%¥ values for Fe-N, (0.66 V) and Co-N, (0.43 V)
than for Ni-N, (0.78 V), changing the coordinated environment
to N,0,S, only lowers the n°*® of Ni-systems. These hetero-
atom-coordinated Ni-systems are Ni-N;O (n°F% = 0.74 V),
Ni-N,0, (0.72), Ni-N,OS (0.63 V), Ni-N;S (0.51 V) and
Ni-N,S, (0.46 V). The increase in #°%® for heteroatom-
coordinated Fe/Co-systems is attributed to the excessive strong
adsorption of some intermediates (Fig. S19-5S21, ESIT). Of note,
the parent Co-N,-catalysts exhibits the lowest #°%% of 0.43 V,
followed by the Ni-N,S, (0.46) and Ni-N;S (0.51) systems. All of
them are promising ORR electrocatalyst candidates as com-
pared to the commercial Pt (111) catalyst (n°%% = 0.45 v).%®

3.3 Activity origin

The above calculations predict that, among the modified
Por-COFs, the Co-N,0,-Por-COF is the best catalyst candidate
for CO, reduction and the Ni-N,S,-Por-COF is the best candi-
date for O, reduction. To understand the reason behind the
improved catalytic performance compared to parent Co-N,4/Ni-
N,-Por-COFs, electronic structure analyses were performed.
It has been found that by changing the coordination from N,
to N,0,/N,S,, the key intermediates associated with the PDSs
were stabilized due to a better match between the orbitals of
the central metal and the adsorbed species, thus improving
catalytic activity.
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In terms of comparison between Co-N,O, and Co-Ny,
*COOH serves as the key intermediate for CO,-to-CO conver-
sion (Fig. 3a). Changing the coordination from N; to N,O,
increases the orbital overlap between Co’s 3d orbitals and the
*COOH’ 2p orbitals, as depicted in Fig. 5a and b. The charge
transferred from Co to the COOH-moiety (Fig. 5c¢ and d)
increases from 0.15 e~ (Co-N,) to 0.32 e~ (Co-N,0,), and the
respective Co—Cxcoon bond length decreases from 1.88 to
1.86 A (Fig. 3c). Hence, the improved matching of critical
orbitals leads to the stabilization of the *COOH intermediate,
thus lowering the AG of step * + CO, — *COOH (Fig. 3a).

Similarly, when comparing Ni-N, and Ni-N,S, for the 4e” ORR,
the key intermediate *OOH was stabilized (Fig. 3b). A greater orbital
overlap between Ni 3d orbitals and the 2p orbital of the adsorbed
species was found as the coordination of Ni shifted from N, to N,S,
(Fig. 5e, f and Fig. S22, ESIt). The charge transferred from the
substrate to intermediates increases from 0.28 e~ to 0.49 e~ for
*OOH (Fig. 5¢ and h), from 0.33 e~ to 0.43 e~ for *O (Fig. S22,
ESIt), and from 0.46 e to 0.57 e~ for *OH. The differential
stabilization of these species collectively contributes to the adsorp-
tion-desorption equilibrium of reaction intermediates, thus
decreasing the overpotential of the Ni-N,S,-Por-COF (Fig. 3b).

Overall, the increased catalytic performance of Co-N,0,-and
Ni-N,S,-Por-COFs is attributed to the stabilization of critical
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Fig. 5 Projected electronic densities of states (PDOS) and charge density
difference (CDD) of (a)-(d) *COOH intermediates adsorbed on Co—Njy4-
and Co—-NO,-Por-COFs, and (e)-(h) *OOH intermediates adsorbed on
Ni—=N4- and Ni—N,S,-Por-COFs. The cyan/yellow colors indicate the
regions of electron loss/gain. Isosurfaces of charge density are set to
0.005 e A —3 For clarity, the tetraphenyl and the p-phenylenediamine
(PPDA) moieties of M=N,O,S,-Por-COFs are not shown.
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Table 1 Features used for training the ML models
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Category Features Abbreviation
Properties of central metal Atomic number N
Number of valence electron Ne
Number of d electron ngq
Covalent radius raem
van der Waals radius W
Relative mass m
Pauling electronegativity EN
Electron affinity EA
First ionization energy IE
Properties of coordinated atoms Number of coordinated N atoms nn
Sum of valence electron count >ne
Sum of p electron np
Sum of covalent radius Fom
Sum of van der Waals radius S
Sum of Pauling electronegativity > EN
The sum of electron affinity > EA
DFT calculated bond length M-X, dhi-x1
M-X, dv-xo
M-N; dvna

intermediates via the introduction of heteroatoms into the
coordination. Such enhanced effects due to heteroatoms have
also been observed in multiple electrocatalysts.”>**

3.4 Machine learning (ML)

Furthermore, we used ML to find the intrinsic characteristics
that contribute to the differential CO,RR or ORR performance
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— 2 R
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Fig. 6 Comparison between DFT-calculated and ML-predicted values of (a) U

and (d) #°%R in the XGBoost model.

of the above Por-COFs. As listed in Table 1, twenty widely
recognized features were selected as input features for training
the ML models. Numeric values of the features are present in
Table S10 (ESIt). Since the size of the sample set is small, 18 in
our case (14 in the training set and 4 in the test set), we tried
three algorithms: the random forest regression (RFR), gradient
boosting regression (GBR), and extreme gradient boosting

b 1.8 | W Training Set ]
(RMSE=0.04, R?=0.99) '/.
|1 ® Test Set '
o (RMSE=0.07, R%=0.97) [ &
=X 1.2 1
E -,"/'
! ® |
S o6l o M
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- T T T T T
0.6 1.2 1.8
ORR
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d
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 r B zcA [ =T
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and (b) n°FR. Feature importance for (c) Uy in the GBR model
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regression (XGBoost) algorithms. Then, GBR was selected for

predicting UfozRR

and XGBoost was selected for predicting
#O%R as these models yield the lowest root mean square error
and the highest coefficient of determination value

RMSE d the high fficient of determinati 1
(R? score) for the training set (Fig. 6 and Tables S11, 12, ESI¥).
A good linear correlation was achieved between the DFT-

calculated and the ML-predicted values (Table S13, ESI{) of

both U ?2®® (Fig. 6a) and n°%® (Fig. 6b). The data of the test set
are distributed near the diagonal line, indicating that the
trained ML models are capable of predicting the catalytic
activity of M-N,O,S,-Por-COFs for CO,RR and ORR, where
M = Fe/Co/Ni.

Then, feature importance analysis was performed based on
the selected models to evaluate the significance of the features.
For UEOZRR, the most important features (Fig. 6¢) are the
relative mass of central metals, m (33.53%); the M-X, bond
length, dyv-x» (28.26%); and the sum of electron affinity of
coordination environments, » EA (12.80%). Other bond length
features, including dy; x1, dm_n2, and dy N1 (each accounts for
~3%), also have some importance. For n°*%, the most crucial
features (Fig. 6d) are the M-X; bond length, dy x;1 (56.01%),
and the atomic number of central metals, N*°™ (27.47%);
followed by the number of coordinated N atoms, ny, (4.51%),
the relative mass of central metals, m (4.42%), the sum of
electron affinity of coordination environments, Y EA (3.70%)
and the sum of covalent radius of coordination environments,
S°r™ (2.54%). The remaining features contribute insignif-
icantly (Table S14, ESIT). The fact that the important features of
CO,RR and ORR are different is not unexpected, because their
inherent mechanisms are different. As a matter of fact, one can
see that no single feature overwhelmingly dominates the pre-
diction. Hence the interplay between the central metal and
the coordinated atoms is very important for determining the
catalytic capability.

We further tested the applicability of the trained model in
predicting CO,RR or ORR catalytic performance of systems
beyond the training set, i.e., central metal being Cu or Pt, and
coordination atoms including C (refer to ESIT Note S1 for
further details). There is a broad agreement on the catalytic
order, which is inspiring; nevertheless, the match between ML-
predicted and DFT-calculated values is not satisfactory (~0.3 V
error). We anticipate that increasing the sample size and type in
the training set would improve the accuracy of the model, and
this is currently underway in our group.

4 Conclusions

In summary, by adopting the strategy of substituting N-atoms
with O/S-atoms in the metallo-porphyrin unit, our calculations
have identified several types of N,O,S,-coordinated metallo-Por-
COFs as catalyst candidates for CO, or O, electroreduction.
Since current efforts to enhance the catalytic performance of
Por-COFs mainly focus on modifying the metal or the length or
type of the linker, this study offers an alternative promising
strategy: coordination engineering.
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Changing the Nj-coordination to N,O,S,-coordination (1)
improved the conductivity of the M-Por-COFs (M= Fe/Co/Ni),
while maintaining their stability; (2) enhanced the CO,-to-CO
reduction catalytic capability and selectivity against the HER in
general; and (3) did not alter the preference for the 4e” ORR in
comparison to the 2e” path, and increased the ORR activity for
M = Ni, while hindering it for M = Fe/Co. We predict that the

Co-N,0O,-Por-COF (USOZRRz —0.58 V) is the best catalyst

candidate for CO,-to-CO reduction and the Ni-N,S,-Por-COF
(n°%® = 0.46 V) is the best candidate for ORR-to-H,O reduction.
The improved catalytic performance, as compared to their
parent M-N,-system, is attributed to a better orbital match
between the central metal and the adsorbed species, leading to
the stabilization of the critical intermediate of the potential
determining step. Feature importance analysis based on
machine leaning models showed that the relative mass of
central metals and the bond length between metal and coordi-
nated heteroatoms are the most important intrinsic character-
istics for activity prediction.

This study showcases that the coordination engineering is
an effective strategy for improving the catalytic performance of
Por-based COFs. We envision that this strategy will have
broader applications beyond Por-COFs. Although this study
presents valuable findings, the mechanisms were solely based
on the energetics of stationary points and neglected the
kinetics. Further exploration of the detailed mechanisms of
the best catalyst candidates is warranted and the impact of pH
and explicit solvent molecules shall be taken into account.
Besides, although the machine learning model provides infor-
mation on the weight of important features, the predictability
of the model is unsatisfactory. To improve the predictability
and transferability of the model, it is necessary to expand the
size and diversity of the dataset. Furthermore, the combination
of changing the coordination environment and the linkers is
also worth exploring.
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