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1 Abstract 

Electrochemical reactors often employ high surface area electrocatalysts to accelerate volumetric 

reaction rates and increase productivity. While electrocatalysts can alleviate kinetic overpotentials, 

diffusional resistances at the pore-scale often prevent full catalyst utilization. The effect of 

intraparticle diffusion on the overall reaction rate can be quantified through an effectiveness factor 

expression governed by the Thiele modulus parameter. This analytical approach is integral to the 

development of catalytic structures for thermochemical processes and can be extended to 

electrochemical processes provided the relationship between reaction kinetics and electrode 

overpotential is incorporated. Here, we derive a potential-dependent Thiele modulus to quantify 

the effectiveness factor for porous electrocatalytic structures. We apply this mathematical 

framework to spherical microparticles as a function of applied overpotential across catalyst 

properties and reactant characteristics. The relative effects of kinetics and mass transport are 

related to overall reaction rates, revealing markedly lower catalyst utilization at increasing 

overpotential. Subsequently, we generalize the analysis to alternative catalyst shapes and provide 

guidance on the design of porous catalytic materials for use in electrochemical reactors. 

 

Keywords: porous electrocatalyst, surface area utilization, electrochemical engineering, Thiele 

modulus, effectiveness factor 
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2 Introduction 

Porous architectures have been strategically employed in heterogeneous catalytic processes to 

enhance volumetric reaction rates by increasing active site density. However, there exists a 

trade-off with mass-transport through the porous catalyst, which impacts the effective use of these 

catalyst sites. Classical approaches in chemical reactor design and engineering introduce an 

effectiveness factor to assess the ratio between the observed reaction rate and the reaction rate if 

the entire catalyst surface area been exposed to bulk concentration conditions. Intuitively, particle 

geometry (i.e., size and shape), catalyst surface reactivity, and intraparticle diffusion all impact the 

effectiveness factor. A dimensionless parameter, commonly termed the Thiele modulus, 

conveniently describes the relative balance between kinetic and mass transport resistances in the 

catalyst particle, quantifying the relation between catalyst particle size and activity.1–5 Specifically, 

the Thiele modulus is the ratio of the reaction rate to the diffusion rate. At large Thiele modulus 

values, overall reaction rate is limited by diffusional resistance and the reaction is confined to the 

outer catalyst layers, whereas at small Thiele modulus values, the overall reaction rate is limited 

by the catalyst volume (i.e., total amount of accessible pore surface area). Generally, increases in 

this dimensionless group indicate mass-transport-limited behavior and a more non-uniform 

concentration profile throughout the catalyst. 

Historically, the Thiele modulus has been used to inform materials design for thermochemical 

processes, wherein relevant reactions are driven by temperature and pressure, supporting the 

development of effective porous media used in catalytic, separation, and adsorption 

technologies.6,7 This analytical approach can be extended to evaluate catalysts for electrochemical 

processes, but the potential-dependence of reaction rates requires a reformulation of the traditional 

effectiveness factor. Unlike temperature and pressure, which still impact reaction kinetics and 
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mass transport in electrochemical systems, potential primarily impacts the reaction rate as it 

perturbs the free energy of the electrode-electrolyte interface, where the heterogeneous reactions 

occur, but does not typically impact bulk electrolyte properties.8 

Previous work has extended traditional reactor engineering approaches to the development of 

effectiveness factors for electrochemical systems including room temperature fuel cells,9–13 solid 

oxide fuel cells,14,15 and thermo-electrochemical cells.16 In these efforts, the effectiveness factor 

was derived for configurations where the majority of the reactions occurred on dispersed catalyst 

sites impregnated in larger supporting particles,10 across entire catalytic layers,9,13–16 or for 

particulate bed electrodes.17,18 However, micrometric electrocatalysts of uniform composition are 

also employed to increase available surface area. For example, recent efforts to improve the 

performance of redox flow batteries have included the deposition of high surface carbonaceous 

microparticles onto the surface of carbon-fiber bed electrodes.19–23 While some of the reported 

surface areas exceeding 500 m2 g–1 are 2–3 orders of magnitude larger than the low surface area 

fibrous scaffolds they are deposited on (~0.1 – 10 m2 g–1),24 cell-level performance improvements 

are comparatively marginal. While a number of factors can impact flow cell performance,25,26 this 

discrepancy suggests incomplete catalyst utilization, or, specifically, that the benefits derived from 

increasing surface area in this fashion have an upper bound. More broadly, understanding the 

interplay between active surface area and diffusion is universally applicable and has utility in 

electrochemical engineering. The diverse portfolio of electrode configurations (e.g., volumetric 

matrixes,8,27,28 packed beds,17,18 slurry electrodes29,30) tailored to various objectives (e.g., removal 

of trace contaminants,31,32 electro-assisted selective adsorbent design,33 energy storage,28,34 flow 

capacitors35–37) motivate the general mathematical framework presented in this study. 
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Here, we derive a potential-dependent Thiele modulus to quantify the effectiveness factor and 

utilization of porous electrocatalysts as functions of particle and reactant properties. We develop 

formulations to assess effectiveness factors as a function of applied potential using both Tafel and 

Butler–Volmer kinetics, and assuming one-dimensional reaction-diffusion through a porous 

sphere. We then outline design principles for electrocatalyst sizing based on desired utilization. 

Subsequently, we explore and quantify internal transport limitations arising from diffusional 

processes within the catalyst and external transport limitations arising from mass transfer from the 

bulk electrolyte to the outer surface of the catalyst. Finally, we extend the model to other common 

catalyst geometries using a shape factor analysis. While the reactant and catalyst conditions used 

in this work are based on an aqueous electrolyte at room temperature, we anticipate that the 

mathematical framework is generalizable and applicable to porous electrocatalysts across a range 

of conditions. 

  



5 
 

3 Model Development 

3.1 Assumptions and formulation 

The model described herein considers the effectiveness factor in porous, spherical electrocatalysts 

(depicted in Figure 1). In this treatment, we contemplate a single-electron oxidation half-cell 

reaction (i.e., free electrons are treated as reactants or products) under isothermal conditions using 

full Butler–Volmer kinetics and the Tafel approximation. We assume dilute solution theory holds 

for describing ion transport properties.27 By convention, oxidative currents are positive, while 

reductive currents are negative. Three distinct concentration regions are considered, specifically 

the bulk region (Cbulk), the external boundary layer from the bulk to the surface of the catalyst 

(Cexternal), and the internal porous electrocatalyst (Cinternal). The electrolyte solution is treated as a 

typical aqueous electrolyte consisting of a dissolved electroactive species with excess supporting 

salt. Several assumptions are made about the catalyst particle and its interaction with the 

surrounding electrolyte. Specifically, we assume that i) the electrolyte wets the entirety of the 

particle; ii) the physical properties of the particle (e.g., porosity and tortuosity) are spatially 

invariant and can be approximated by a single value; and iii) the species diffusion coefficient and 

rate constant remain at the same values throughout the particle.2,3,5 As such, we inherently assume 

that continuum behavior of the electrolyte holds throughout the catalyst and neglect non-idealities 

that may arise in confined spaces of nanometric dimensions,38–40 setting a lower bound on the 

particle and pore sizes that may be considered via this approach. We neglect ohmic losses across 

the particle as these contributions are expected to be minor in comparison to the charge transfer 

and mass transfer losses. More specifically, if the particle is electronically conductive, only the 

electrolyte conductivity is significant, and if the cross-sectional area traversed by the reactants and 
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supporting salt dissolved in the solvent is identical, the ohmic drop across the particle (  (V)) 

can be estimated as Equation (1):9 

  (1) 

where n (-) is the number of electrons transferred, F (C mol–1) is the Faraday constant,     

ΔC (mol cm–3) is the maximum possible concentration drop across the pellet,  (S cm–1) is the 

effective conductivity of the solution, and  (cm2 s–1) is the effective reactant diffusivity 

through the particle. The effective diffusivity in the catalyst pores is assumed to be 

, where  and  are the porosity and tortuosity of the catalyst pellet, 

respectively, and  (cm2 s–1) is the molecular diffusivity of the reactant species in the bulk 

electrolyte absent the influence of the catalyst particle.2 Based on this expression, the order of 

magnitude ohmic loss is << 10-3 V for reasonable ranges of bulk active species electrolyte 

concentrations (ca. 5 × 10–4 mol cm–3, or equivalently, 0.5 mol L–1), effective diffusion coefficients 

(ca. 10–6 cm2 s–1), and effective conductivities (ca. 0.2 S cm–1) observed in typical aqueous 

electrolytes. 
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Figure 1 – Modeling domain. A two-dimensional representation of the reactant concentration in 
a spherical porous electrocatalyst. The concentration profile through the modeling domain can be 
divided into three distinct regions, namely the bulk (Cbulk), the external boundary layer (Cexternal), 
and the internal structure (Cinternal). Important physical properties of the electrocatalyst, including 
bulk porosity (ecat), bulk tortuosity (tcat), and volumetric surface area (av), are listed on the 
schematic. The pore-phase and the solid-phase of the catalyst are represented by blue and gray, 
respectively. 
 

3.2 Tafel Kinetics 

First, consider a species A irreversibly oxidizing to species B in a single-electron half-cell reaction 

(n = 1) as shown in Equation (2): 

  (2) 

The expression for the reaction rate assuming Tafel kinetics relating current to the applied 

overpotential for the oxidation reaction can be written as Equation (3): 

  (3) 

where  (mol cm–2 s–1) is the reaction rate,  (mA cm–2) is the current density,  (cm s–1) is the 

potential-dependent heterogeneous forward rate constant, and cA (mol cm–3) is the concentration 

of species A. 
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The electrochemical rate constant, , can be written in terms of the standard heterogeneous rate 

constant, (cm s–1) in Equation (4) as follows:41 

  (4) 

where (-) is the forward charge-transfer coefficient, R (J mol–1 K–1) is the universal gas 

constant, T (K) is the absolute temperature, and (V) is the overpotential, defined here as 

, where (V) is the potential and (V) is the formal potential. 

The derivation of the effectiveness factor for a porous sphere that is a function of the Thiele 

modulus reflects traditional chemical engineering treatments,2,3 and, for completeness, is provided 

in Section 1 of the Supporting Information. The non-dimensionalized differential equation with 

boundary conditions of 1) reactant concentration at the surface of the sphere equal to the bulk 

concentration,  (mol cm–3), and 2) zero-flux at the center of the sphere can be written as 

Equation (5): 

  (5) 

The dimensionless concentration and dimensionless position are defined as  and 

, respectively, where r (cm) is the coordinate radius, and Rp (cm) is the particle radius; 

the dimensionless number  is the Thiele modulus, written for electrochemical rate constants with 

units of cm s–1 as Equation (6): 
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  (6) 

where (cm–1) is the surface area to volume ratio, or volumetric surface area, of the catalyst 

particle. We note that the inclusion of terms in the differential equation indicates that the scaling 

of the kinetics and diffusion are on the same order of magnitude. The first boundary condition also 

implies rapid mass transfer through the boundary layer compared to mass transfer inside the 

sphere; this assumption is lifted in Section 4.2, where external transport limitations are explicitly 

treated. 

The solution to Equation (5) that gives the dimensionless concentration profile is Equation (7): 

  (7) 

The effectiveness factor, Η, compares the observed reaction rate in the presence of diffusional 

transport limitations through the porous electrocatalyst ( ) to the reaction rate in the presence 

of bulk electrolyte concentrations ( ). The relationship is given by Equation (8): 

  (8) 

where  (cm3) is the geometric volume of the particle. Substituting terms and rearranging leads 

to an expression of the effectiveness factor for any first-order reaction in a sphere, Equation (9): 

  (9) 
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Introducing the potential-dependent heterogeneous rate constant, , into Equation (6) yields a 

modified Thiele modulus, Equation (10): 

  (10) 

where the equation can be separated into two dimensionless entities, an overpotential-independent 

parameter, , and an overpotential-dependent parameter, E, shown in Equation (11): 

  (11) 

 is the conventional Thiele modulus squared without potential dependence, relating reaction 

kinetics to diffusion through the characteristic length of the particle. Note the above derivation is 

analogous for a reduction half-cell reaction. The combination of Equation (9) and the 

dimensionless expression in Equation (11) result in a potential-dependent effectiveness factor for 

a porous sphere. Providing input values for the parameters in Equation (11) enables evaluation of 

catalyst utilization, as will be expanded upon in subsequent sections. 

3.3 Butler–Volmer Kinetics 

A similar derivation can be performed for a reversible single electron transfer (n = 1) described by 

Butler–Volmer kinetics, as shown in Equation (12): 

  (12) 

Assuming that the reactant concentration at the outer surface of the particle can be approximated 

by the reactant concentration in the bulk electrolyte (i.e., initially ignoring mass transport effects), 

the reaction-rate flux is described by Butler–Volmer kinetics with Equation (13): 
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  (13) 

where  (cm s–1) is the potential-dependent forward rate constant (here, anodic), and (cm s–1) 

is the potential-dependent reverse rate constant (here, cathodic). Analogous to , the 

electrochemical rate constant can be written in Equation (14) as: 

  (14) 

Substitution of Equations (4) and (14) into Equation (13) leads to Equation (15): 

  (15) 

With Butler–Volmer kinetics, the Thiele modulus now includes forward and backward reaction 

rates, and is defined as Equation (16): 

  (16) 

Similarly, the Thiele modulus can be deconvoluted into two dimensionless entities, shown in 

Equation (17): 

  (17) 

The effectiveness factor for the Butler–Volmer reaction is identical to Equation (9) with the only 

difference being the use of Equation (16) as the Thiele modulus; the full derivation for the Butler–

Volmer effectiveness factor and recovery of Equation (16) can be found in the Appendix. 
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Computational analyses were executed in MATLABÒ R2019a on a Dell Latitude 7280 laptop 

computer with an Intel® Core™ i7-6600U processor (2 Cores, 2.60 GHz) and random-access 

memory of 16 GB. All the calculations for multiples geometries (e.g., spherical, slab, annulus; vide 

infra) and generated plots were run on a single script that required ca. 1.5 – 2 min to execute. 

3.4 Model Output 

We next examine the model results for fixed parameters across varying applied oxidative 

overpotential. Figure 2a shows the dimensionless concentration as a function of dimensionless 

length at different overpotentials for the full Butler–Volmer (dashed lines) kinetics and the Tafel 

approximation (solid lines) for a fixed = 1. The transfer coefficient is assumed to be 0.5 for 

both the forward and reverse reactions, with a single-electron transfer. The modified, potential-

dependent Thiele modulus for various values of  is shown as a function of overpotential in 

Figure 2b, used to calculate the effectiveness factor in Figure 2c. As expected, an apparent 

deviation at low overpotential between the kinetic treatments disappears at greater applied 

potentials as the Tafel approximation becomes increasingly accurate. The deviation between the 

effectiveness factor using Tafel and Butler–Volmer kinetics is initially exacerbated at low 

overpotential as  increases; however, the difference between effectiveness factors becomes          

< 1% at ca. 100 mV overpotential, which is observable in Figure 2c. Because the model outputs 

for Tafel and Butler–Volmer kinetics are fairly similar, for simplicity, Tafel kinetics are assumed 

for the remainder of this study. 
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Figure 2 – Effectiveness factor through spherical porous electrocatalysts. (a) Dimensionless 
concentration as a function of dimensionless length for various oxidative overpotentials. (b) 
Modified Thiele modulus and (c) effectiveness factor as a function of overpotential for different 

 values (zero-potential Thiele modulus). Solid lines are for Tafel kinetics, while dashed lines 
indicate Butler–Volmer (BV) kinetics. 
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4 Results and Discussion 

In the following section, we apply the framework developed in Section 3 to size catalyst particles 

and generate polarization curves. We consider two regimes where transport effects take place5 

(also depicted in Figure 1). Internal transport limitations arise when the reaction rate greatly 

exceeds the rate of reactant diffusion through the pore space of the catalyst particle. External 

transport limitations result as the reactant diffuses from the bulk to the catalyst surface through 

the boundary layer surrounding the particle. In Section 4.1, we consider solely internal transport 

limitations; in doing so, we implicitly assume rapid external mass transport (i.e., external transport 

limitations have a negligible effect). In Section 4.2, the assumption for rapid external mass 

transport is lifted, and both internal and external transport limitations are assessed. 

4.1 Internal Transport Limitations 

We now use the effectiveness factor derived in Section 2 to estimate the interfacial current density, 

, in the presence of internal transport limitations, shown in Equation (18): 

  (18) 

where Η is the effectiveness factor. Substituting in for  and rearranging, we arrive at an 

expression for dimensionless internal current density, Equation (19): 

  (19) 

The dimensionless current density increases exponentially with respect to overpotential. In the 

ideal scenario, Η is 1. The presence of internal transport limitations, however, reduces the 

dimensionless current density, lowering catalyst utilization. 
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The relation between current density and effectiveness factor can be used to size catalysts to match 

a desired utilization efficiency, as shown in Figure 3. Lines in this figure represent the upper bound 

of particle radius for a given desired particle-specific current density for fixed effectiveness factors 

and volumetric surface areas. As particle radius increases, the efficiency (i.e., effectiveness factor) 

decreases; thus, the current density must be lowered to attain the desired efficiency. Similarly, as 

the volumetric surface area increases for fixed desired efficiency, the maximum allowable particle 

radius decreases accordingly. To generate Figure 3, fixed = 10–6 cm2 s–1 and                           

= 5 × 10–4 mol cm–3 (also 0.5 mol L–1) were selected as representative diffusivities and 

reactant concentrations.38,42,43 Ultimately, more precise values will depend on the specific 

electrolyte system (i.e., electrolyte composition, reactant concentration) and catalyst properties 

(i.e., tortuosity, porosity), which are combined into the effective diffusivity shown here. 

  

effD

,A bulkc



16 
 

 
Figure 3 – Utilization and catalyst sizes. Particle-specific current density as a function of particle 
radius for the desired effectiveness factor (Ηmax) and fixed volumetric surface areas ( ).                  

 = 10–6 cm2 s–1 and  = 5 × 10–4 mol cm–3 were held constant. The volumetric surface area 
is denoted by the line color, while the effectiveness factor is denoted by the line style. As particle 
volumetric surface area increases, the maximum allowable particle size at a given current density 
decreases. Similarly, increasing the utilization efficiency results in a lower maximum particle size. 

 

The influence of the effectiveness factor on catalyst performance can also be visualized using 

polarization curves. Figure 4a shows the dimensionless internal current density as a function of 

overpotential according to Equation (19), with the ideal case (no losses, H = 1) shown as the 

dotted black line, while the bold red, blue, and green curves represent the polarization curves for 

the three kinetic rate constants ( ) of increasing orders of magnitude (10–5, 10–4, and 10–3 cm s–

1, respectively). Fixed values of = 3 µm, = 10–6 cm2 s–1, and  = 105 cm–1 were used 

based on experimentally-informed parameters.38,42,43 The volumetric surface area, , is the 

product of the catalyst particle density and BET-derived surface area from nitrogen physisorption, 

based on approximate densities and surface area of porous carbon particles.44–46 The lightly shaded 
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lines in between the bold lines represent intermediate kinetic rate constant values. Increments 

of 10–5 cm s–1 were used to transition from the red to blue curves, while increments of 10–4 cm s–1 

were used to transition from the blue to green curves. We note that while the rate constant was 

varied in Figure 4, changing the particle size by the square root of the proportional change in the 

kinetic rate constant has an equivalent effect on the effectiveness factor. As the kinetic rate constant 

linearly increases, the dimensionless current density gradually consolidates. Figure 4b shows the 

corresponding effectiveness factors which evince severe limitations. The magnitude of the 

reduction in effectiveness is increasingly stark as the intrinsic kinetic rate constant increases, and 

intraparticle diffusion becomes limiting. The results indicate that even if the entire surface area of 

the catalyst particle were accessible for the electrochemical reaction, diminishing returns would 

be observed due to internal diffusional resistances. 
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Figure 4 – Tafel plots for several kinetic rate constants at fixed diffusivity, volumetric surface 
area, and particle size. (a) Dimensionless internal current density as a function of overpotential. 
The black, dashed curve represents ideal polarization (H = 1), while the solid red, blue, and green 
represent the three different kinetic rate constants of 10–5, 10–4, and 10–3 cm s–1, respectively. The 
lightly shaded lines are increments in the rate constant, either 10–5 or 10–4 cm s–1 as indicated in 
the figure. (b) Effectiveness factor as a function of overpotential. The reaction rates follow the 
same coloring scheme as in (a). 
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4.2 External Transport Limitations 

To account for the effect of external mass transport from the bulk concentration to the outer surface 

of the catalyst particle, the total reaction rate on the interior of the catalyst particle is set equal to 

the reactant flux to the external surface (i.e., no accumulation on the catalyst surface boundary due 

to fouling, surface species absorption, etc.). Here, we assume that the particle is surrounded by 

electrolyte of uniform concentration without hindrance or obstruction from other catalyst particles, 

substrates, or other system components.2,3,5 Assuming that contributions from reactions along the 

outer surface of the particle are negligible compared to contributions from reactions throughout 

the volumetric internal surface area of the particle,2,3,5 and including the impact of the effectiveness 

factor on the reaction rate throughout the particle, results in Equation (20) for the flux balance: 

  (20) 

where (cm s–1) is the external mass transfer coefficient accounting for effects of diffusion and 

convection, and (cm–1) is the catalyst shape factor, defined as the ratio of the particle external 

surface area to volume. Rearranging to solve for an expression for the surface concentration yields 

Equation (21): 

  (21) 

Thus, the expression for the current density is now given by Equation (22): 

  (22) 
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Now, an expression for dimensionless current density including both internal and external 

transport with Ω as an overall effectiveness factor can be written as shown in Equation (23): 

  (23) 

The effect of bulk mass transport is seen in Figure 5a, where the mass transfer coefficient is varied 

for fixed conventional Thiele modulus ( ), and the current density at η = 0.3 V is shown on the 

ordinate. As the mass transport coefficient increases, losses due to reactant transport from the bulk 

to the catalyst surface decrease, and the dimensionless current density ultimately reaches a constant 

value which is dictated solely by internal diffusive losses through the catalyst particle. In other 

words, Ω ≈ Η in the limit of a high mass transfer coefficient. As increases, the limiting 

dimensionless current density has a lower value, which reflects poor catalyst particle utilization, 

as shown on a log-log base-10 scale with in Figure 5b. 
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Figure 5 – Mass transfer dependence. (a) Dimensionless current density as a function of mass 
transfer coefficient for fixed at η = 0.3 V. (b) Dimensionless limiting current density extracted 

from (a) as a function of . 
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4.3 Extension of Model to General Geometries 

In practice, catalysts assume broad and irregular shapes. To accommodate the range of particle 

morphologies, we describe a simple transformation that can be used to extend the aforementioned 

framework to alternative geometries by using the catalyst volume ( ) to surface area ( ) ratio 

as a characteristic length scale ( ) in accordance with the seminal work of Aris.47 Here, 

we use this facile strategy to analyze additional basic geometries (i.e., slab, cylinder, and annulus) 

as a demonstration for our model generalizability, although we posit that more advanced 

transformations with varying degrees of precision and complexity should also be compatible with 

the model formulation. Derivations for slab and cylinder catalysts are described in detail 

elsewhere;2–4,47 general equations for these geometries are presented in the Section 2 of the 

Supporting Information. A noteworthy geometry for fibrous catalysts is a porous reactive 

annulus that covers an impenetrable core. The porous reactive annulus can be realized via either 

additive or subtractive synthetic strategies. In additive processes, the porous layer is deposited or 

coated onto the fiber using particulate catalysts,48 conformal films,49 or porous mats;50–52 whereas 

in subtractive processes, the porous layer is formed by surface roughening or fiber etching by 

thermal,53,54 chemical,55 or electrochemical56 means.  

  

pV SA

pL V SA=
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Figure 6 – Annulus geometry. Schema showing the annulus geometry and coordinates. is the 
radius of the non-reacting core, while is the shell thickness. The dark gray signifies the non-
porous inert core. In the reactive porous phase, the blue and light gray represent the pore-phase 
and solid-phase of the catalyst, respectively. 

 

Although the annular film morphology and activity varies based on the synthesis route, the 

mathematical framework described here broadly encompasses this category of materials. If the 

porous layer surrounds an impenetrable and nonporous core as a concentric shell, the governing 

equation for the 1D radial diffusion and reaction problem to solve for the dimensionless 

concentration profile becomes Equations (24) and (25):57,58 

  (24) 

  (25) 

where  (-) the dimensionless position,  (cm) the radius of the non-porous core, (cm) the 

thickness of the concentric shell, and  (-) the ratio of the shell thickness to core thickness. A 

schema of the annulus with labeled variables is shown in Figure 6. The full derivation and 
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numerical evaluation of Equation (24) are provided in Section 2 of the Supporting Information. 

The Thiele modulus in this form factor has a diffusion pathway across . We can examine the 

limits of  to ascertain behavior of the annulus at relatively large or small shell thicknesses. As 

 (i.e, ), the effectiveness factor approaches that of an infinite slab. As  (i.e., 

), the effectiveness factor approaches that of a cylinder. 

The numerical solution for an annulus with  = 0.5 as a function of overpotential is shown in 

Figure 7; effectiveness factors for an infinite slab, cylinder, and sphere corresponding to the same 

characteristic lengths are also shown for comparison. At low overpotentials – and consequently 

Thiele modulus — the effectiveness factor increases as the geometry transitions from the sphere 

to the slab. At high overpotentials — and consequently high Thiele modulus — the effectiveness 

factors collapse onto the same curve as diffusive limitations dominate and reactions are confined 

to the external layer, causing all geometries to behave effectively as slabs. Figure 7 may also be 

used to approximate irregular catalysts geometries using the  parameter. 
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Figure 7 – Generalizability for various shape factors. Effectiveness factor as a function of 
overpotential calculated for a flat slab (grey), annulus (red), cylinder (blue), and sphere (green) 
based on their characteristic lengths. The curves collapse onto each other at larger overpotential as 
the reaction utilization shifts towards the outer edges of the catalyst independent of shape. 
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5 Conclusions 

Here we present a general strategy for quantifying potential-dependent effectiveness factors in 

porous electrocatalysts. The methodology extends the traditional Thiele modulus approach to 

include first-order electrochemical reactions, enabling investigation of the effect that diffusional 

losses have on net reaction rate in porous microstructures. Using this framework, we assess 

transport limitations both internally through a spherical particle – from the surface to the center – 

and externally – from the bulk to the surface. We show how this approach may be used to target 

ideal catalyst sizes to achieve desired reaction efficiencies, assuming bulk-averaged morphological 

properties are known. Generally, the model suggests that low effectiveness factors manifest for 

larger driving forces, even at the relatively modest overpotentials examined (≤ 0.3 V). This work 

indicates that effective performance is not only dictated by the electrochemical reaction rate, but 

also by the comparative rate of mass transfer within the system; thus, the insights gained from the 

model findings highlight the existence of an upper-limit for effective surface area, and motivate 

the development of hierarchical structured electrocatalysts to mitigate diffusional pore-scale 

losses. To this end, a shape factor analysis is introduced to accommodate the breadth of catalyst 

geometries that may be used in electrochemical reactors. Future studies aiming to build on these 

findings should contemplate the role of electrolyte velocity and mass transfer coefficients on 

performance, the extension to other electrolyte systems, along with the accurate estimation of 

effective diffusion coefficient for liquid-phase reactions in highly tortuous microscale catalysts. 
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8 Appendix 

Full Butler–Volmer Kinetics Derivation 

Here, we derive the Thiele modulus for a single-electron reaction described by Butler–Volmer 

kinetics. The reaction rate, , can be expressed as Equation (A1): 

  (A1) 

which can be set equal to Equation (15) in the main text. 

Performing a mass balance, we let the total concentration be defined as C (mol cm–3) as shown in 

Equation (A2): 

  (A2) 

Then, rearranging Equation (A2) and substituting into Equation (A1) results in Equation (A3): 

  (A3) 

Defining a dimensionless parameter K as follows in Equation (A4): 

  (A4) 

Equation (A1) can be rewritten in terms of  and concentration, giving Equations (A5) and 

(A6): 
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  (A6) 

Performing a material balance on the porous sphere (mathematical treatment shown in Section 1 

of the Supporting Information), and assuming that the reactant and product have equal effective 

diffusivities through the particle, we arrive at the following differential equation for a spherical 

particle, shown in Equation (A7): 

  (A7) 

A solution requires rescaling the concentration appropriately to include the total concentration of 

the species, . Non-dimensionalizing the length scale by  results in the 

potential dependent Thiele modulus, Equation (A8): 

  (A8) 

Which is equivalent to Equation (16) in the main text. Re-scaling of Equation (A7) and 

substitution of terms leads to Equation (A9): 

  (A9) 

which is the governing differential equation subject to the surface concentration and symmetric 

boundary conditions. The solution of Equation (A9) leads to a concentration profile for species 

A, Equation (A10): 
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  (A10) 

The effectiveness factor for a sphere with Butler–Volmer kinetics can be derived by relating the 

actual rate of reaction at the external particle surface to the total reaction throughout the entire 

particle volume if the concentration were the same as the outer surface. This leads to Equation 

(A11): 

  (A11) 

Substituting for , inserting the reaction rate, using the scaling for  and modifying by 

 results in Equation (A12): 

  (A12) 

Evaluating the terms and plugging back in to the effectiveness factor yields Equation (A13): 

  (A13) 

Recalling the definition of the Thiele modulus results in Equation (A14): 

  (A14) 
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Which is the same as the effectiveness factor for the first-order reaction shown in Equation (9) in 

the main text, with an additional term for the reverse reaction in the potential-dependent portion 

of the Thiele modulus expression.  
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9 Glossary 

 

List of Symbols 

Symbol Description Units 
ac Exterior volumetric surface area, or shape factor cm–1 
av Volumetric surface area cm–1 
C Concentration mol cm–3 

cA,bulk Bulk electrolyte concentration of species A mol cm–3 
cA,surf Concentration at the surface of the catalyst mol cm–3 
cB,bulk Bulk electrolyte concentration of species B mol cm–3 
Dbulk Molecular diffusivity of reactant species in the bulk electrolyte cm2 s–1 
Deff Effective reactant diffusivity cm2 s–1 

  Formal potential V 
F Faraday constant C mol–1 
i Current density mA cm–2 
K Dimensionless ratio of forward to reverse rate constant -- 
k0 Standard heterogeneous electrochemical rate constant cm s–1 
kf Potential-dependent heterogeneous forward rate constant cm s–1 
km External mass transfer coefficient cm s–1 
kr Potential-dependent heterogeneous reverse rate constant cm s–1 
L Characteristic length scale cm 
n Number of electrons transferred -- 
r Coordinate radius cm 
R Universal gas constant J mol–1 K–1 
rc Radius of the non-porous core in annulus derivation cm 
Rp Particle radius cm 

 Reaction rate flux mol cm–2 s–1 

 Observed reaction rate mol cm–2 s–1 

 Maximum reaction rate mol cm–2 s–1 

 Dimensionless position in annulus analysis -- 
SA Generic catalyst surface area cm2 

T Absolute temperature K 
Vp Generic catalyst volume cm3 

 

Greek 

Symbol Description Units 
 Forward charge-transfer coefficient -- 

 Reverse charge-transfer coefficient -- 

 Electrochemically independent Thiele modulus squared -- 

0
fE

r

obsr
maxr
r!

fa

ra
2g
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 Thickness of the concentric shell cm 
 Porosity of catalyst pellet -- 

 Overpotential dependent parameter -- 
 Overpotential V 

Η Effectiveness factor, internal transport limitations only -- 
 Effective conductivity S cm–1 

 Ratio of the shell to core thickness -- 

 Tortuosity of catalyst pellet -- 

 Thiele modulus -- 
 Dimensionless concentration using bulk concentration as normalizing basis -- 
 Dimensionless position using particle radius as the normalizing basis -- 
 Overall effectiveness factor -- 

   
  

d

cate
E
h

effk
x

catt
f
y
w
W
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