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SUMMARY

The xation of nitrogen is of great importance for the production of chemicals and fer-
tilizers and is performed primarily through the Haber-Bosch process. This thesis explores
the potential of photocatalysis to produce xed nitrogen in a less intensive, more distributed
manner, with a focus on analyses of the surface reactions using ab inito calculations. Chap-
ter 1 provides a brief introduction to fundamentals gf Mation reaction kinetics, and
provides an overview of the current literature on Ji@hapter 2 focuses on the techno-
logical prospects of photocatalysis for nitrogen xation, while Chapters 4-6 focus on the
surface reaction on the Tgsurface. In total, this work shows that photocatalytic nitro-
gen xation can be a viable technology, and elucidates the reaction pathways of nitrogen
xation on rutile TiO,.

Chapter 1 provides an overview of the Haber-Bosch process's current impact, both
economically and environmentally, as well as the basics of the reaction kinetics, thermody-
namics, and photocatalysis highlighting the different pathways nitrogen xation can take.
Chapter 1 also reviews the experimental literature on, B@faces, which is the primary
system of interest, in addition to an overview of the literature on photocatalytic nitrogen
xation. The latter section notes the long history of this eld. It highlights the issues
around measurement and contamination, concluding with a review of the current consen-
sus on how such ambient nitrogen xation reactions should be carried out, and summarizes
the current best protocols for experimental measurements.

Haber Bosh is highly ef cient but also has among the most substantial carbon impacts
of all industrial processes. By contrast, the photocatalytic production of xed nitrogen for
fertilizer would not incur such a signi cant carbon impact, reducing global carbon emis-
sions. Chapter 2 examines the technological prospects of solar fertilizer production through
photocatalysis and alternative routes. We nd that photocatalytically producing fertilizers

would lead to a more decentralized supply chain due to the global distribution of solar
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energy. Additionally, fertilizer produced by this method will likely be of a much lower
nutrient concentration than traditional fertilizers. However, lower concentration fertilizers
may be bene cial for crop yields and environmental nitrogen pollution if adequately in-
tegrated with agricultural infrastructure. We outline preliminary performance targets for
solar fertilizer production, nding that the requirements are on the order of 0.1% solar-to-
chemical conversion ef ciency if the process uses ambient pressure air as a feedstock and
the resulting solution can be directly applied as fertilizer.

Chapter 3 covers the computational methods used for the remainder of the thesis. Chap-
ters 4-6 analyze the surface mechanism of nitrogen xation on a model surface, rutile (110).
Chapter 4 uses density functional theory (DFT) calculations to show that the pristine and
oxygen vacancy sites of rutile (110) have large thermochemical barriers for the nitrogen
reduction reaction. We also explore oxidizing nitrogen on the rutile (110) surface, nding
it to be thermodynamically feasible, but kinetically challenging. Chapter 5 covers the ap-
plication of computational screening to examine the possibility of doping transition metals
into the rutile (110) surface to improve the surface kinetics and the thermodynamics of
dopant site formation. We nd correlations between the metal substitution energy of the
dopant metal and thé-band center of the bulk metallic form of the dopant metal. We also
show that the binding energies of nitrogen species are correlated with the nigtarsl
contribution to cohesive energy. We additionally nd that none of the proposed metals are
predicted to improve the surface reaction signi cantly. Finally, in Chapter 6, we explore
the possible role of adventitious surface carbon in the nitrogen reduction reaction on rutile
(110). We nd experimental evidence of the con uence of reduced nitrogen and surface
carbon under illumination. We also show that a surface-bound carbon radical exhibits re-
markable nitrogen reactivity, and propose a thermodynamically plausible path to reduce

nitrogen on this active site.
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CHAPTER 1
INTRODUCTION AND SIGNIFICANCE

1.1 Fixed Nitrogen

Fixed nitrogen is required for biological life and is a crucial feed-stock to many chemical
processes. The increase in the production of xed nitrogen, primarily in the form of am-
monia has led to a signi cant decrease in the percentage of the world's population that is

undernourished (see Figure 1.1) even as the world's population has increased.

Figure 1.1: (a)The worldwide ammonia production each year since 1946 [1] and % of
individuals who are undernourished globally [2]. (b) the use of nitrogen fertilizer over time
denominated by region [3]

The standard method of producing ammonia at an industrial scale is through the ther-
mochemical synthesis with the well-known Haber-Bosch process [4]. This process trans-
formed the global fertilizer industry during the early 1900s and is a critical enabler of the
continued expansion of the human population [5]. The impact of the increase in fertilizer
availability is genuinely global in scale, massively increasing the potential of food produc-
tion and saving roughly 2.7 billion lives; a number equivalent to 37% of currently living
humans [5, 6].

The Haber-Bosch process is an impressive feat of modern chemical engineering, pro-

1



ducing 140 million tonnes of ammonia per year (Fig. 1.1) at a thermochemical ef ciency of
up to 70% [4, 7] at an overall 97% conversion of feed gasses [8]. However, the process also
has downsides. The process's scale leads to an energy consumption of 2.5 exajoule per year,
accounting for 1% of global energy production being expended on just this one process [9].
Also, the hydrogen feedstock is typically obtained via the methane reforming reaction [10],
leading to a carbon footprint of 340 million tonnes of C&yuivalent per year. This carbon
footprint is the highest of any commodity chemical [7]. Furthermore, the high temperatures
( 700 K) and pressures (L00 bar) lead to substantial capital and operational costs. The
economies of scale for these costs favor large plants and highly centralized production with
<100 plants worldwide with an average capacity of 2200 tonnes'ddy, 12]. This con-
centrated production is in contrast to the dispersed use of ammonia-based fertilizers glob-
ally (Fig. 1.2), which results in high transportation costs and additional carbon emissions
[13]. These transportation costs are particularly impactful in remote locations such as in
sub-Saharan Africa, where soils are often nutrient-limited due to low or no fertilizer access
by smallholder or poor resource farmers [14, 15, 16]. As a result Africa has signi cantly
lower fertilizer usage compared to other regions (see Fig. 1.1b). The opposite problem of
over fertilization also has a negative environmental impact in more developed regions due
to the periodic application of higher rates of concentrated fertilizers. These concentrated
fertilizers cause nitrate pollution by leaching into waterways, causing vast ocean “dead
zones” [17, 18], and high emissions of gaseous nitrous oxide contribute to climate change.
Finally, the intense conditions and reactive nature of concentrated ammonia-based fertilizer
lead to safety and national security concerns, as evidenced by explosions at fertilizer plants

and the common use of fertilizers in makeshift explosives [19].

1.2 Non-Traditional Nitrogen Fixation

Because of the shortcomings of Haber-Bosch, researchers have sought other, less energy

and capital intensive, methods of producing xed nitrogen for decades. This thesis will



Figure 1.2: (top) Average daily horizontal solar radiation intensity over the surface of the
earth W=m?). This represents the average ux over a 24 hour period. (bottom) Fraction of
land dedicated to crop production (%), dots represent the locations of Haber-Bosch plants.
Solar resource data obtained from the Global Solar Atlas, owned by the World Bank Group
and provided by Solargis. Cropland data from Ramankutty et al. [20, 21]. Haber-Bosch
plant data from McArthur et al.[11] and Africa Fertilizer [22].
primarily focus on photocatalysis but several other non-traditional alternatives are active
acreas of researhc. Alternatives under development include electrocatalysis [23], biological
catalysis [24], and plasma-enhanced catalysis [25], and thermo-cycling [26].
Electrocatalysis

Recently there has been a surge of interest in photo- and electro-catalytic nitrogen
xation by heterogeneous catalysts [27, 28, 29, 8, 30, 31, 32, 33, 34]. These possi-
bilities are particularly interesting from the perspective of harnessing solar energy since
photo(electro)chemical systems interface well with solar energy and can scale relatively
easily [27]. photo(electro)chemical systems have also been the subject of considerable
research and progress in the solar fuels community, demonstrating the potential for rel-
atively high energy ef ciencies exceeding 10% for hydrogen production [35, 36, 37, 38,
39, 40]. However, electrocatalysis suffers from selectivity toward; l[gibduction due to

the relatively facile reaction producing,Hjas, known as the selectivity challenge [41].

There has been at least one attempt to commercialize the technology by the startup com-



pany “Atmonia” [42]. However, further work is needed to improve the yield and ef ciency
of electrochemical nitrogen xation. Recent developments on the use of creative strate-
gies for electrochemical ammonia synthesis such as “physical catalysis” [43], hon-aqueous
electrolytes [44], and lithium-mediated nitrogen xation [45, 46] have led to signi cant
improvements in reported ef ciencies, suggesting that this may be a promising route.
Biological Catalysis

Biological catalysis is how most xed nitrogen is naturally produced, totaling 20 Tg/yr
[47]. In biological systems, nitrogen xation is catalyzed by enzymes and takes place
within living cells. The overall reaction is shown in Equation 1.1. In biological systems,
ATP is used to drive the reaction via the nitrogenase enzyme, enabling nitrogen xation at
ambient conditions. The enzymes involved in catalyzing the reaction in living cells rely
on FeMo co-factors [48]. The cofactor must be successively hydrogenated to allow the N
molecule to bind and initiate the reaction [49]. Additionally, Eq. (1.1) shows that some
energy is expended to formyHndicating that the process is not utilizing some of the input
energy. The nitrogenase structure has been found to regulate access to the active metal
cofactor by blocking water and oxygen access [8, 24]. Some authors have immobilized the
nitrogenase catalyst on glassy carbon. These studies demonstrate electrocatalytic activity

toward hydrogen evolution, azide reduction, and nitrate reduction [50].

N, +8H" +8e +16ATP! 2NH3;+ H,+16ADP +16P0O, (1.1)

There has been signi cant work on engineering organisms to perform nitrogen xation
reactions. This work primarily focuses on integrating the genes coding for nitrogenase into
plants and other eukaryotes. However, this work has proven exceptionally challenging and
has not yet yielded viable technologies [24].

Plasma-Driven
The xation of nitrogen through electrical arc induced plasmas approximates the natu-

ral process of nitrogen xation via lightning [25]. This process, originally developed as the
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Birkeland-Eyde process, predates Haber-Bosch [51] but fell out of favor due to the higher
energy ef ciency of the Haber-Bosch process at scale. Recently, there has been a resur-
gence of interest in low-temperature plasma. It has been proposed that plasma-enhanced
nitrogen xation could be one method of circumventing the scaling relations limiting het-
erogeneous catalysis [52].

Recent work on plasma-enhanced nitrogen xation has yielded relatively high Faradaic
ef ciencies (on the order of 40%-60% [25]), indicating that the process can be ef cient.
Additionally, the competition between,Hbroduction and Nkl production heavily favors
NHs production. Thus, the “selectivity challenge” identi ed in the electrocatalytic liter-
ature [41] may not be present in plasma-enhanced systems. However, current plasma-
induced experiments' energy requirements exceed that of Haber-Bosch (see Table 2.1.)
Currently, the start-up company “Nitricity” [53] is producing xed nitrogen based on this
technology and has reached the commercialization phase. Due to its relative inef ciency,
plasma-induced nitrogen xation will require work to become a mature technology, but

preliminary commercialization efforts are promising [25].

1.3 Reaction Catalysis of Nitrogen Fixation

The chemical conversion of dinitrogen through the breaking of the strong N-N bond is
at the heart of nitrogen xation. This can be done through either a reductive pathway
(Equation 1.2) or an oxidative pathway (Equation 1.3.) The challenge of breaking this
bond comes from its extremely high dissociation energy (9.79 eV) as well as the unfavor-
able positions of its highest unoccupied molecular orbital (HOMO) and lowest unoccupied
molecular orbital (LUMO) energy levels (-15.6 eV and 7.3eV respectively) [54]. The for-
mer causes the direct dissociation of the N-N bond to have an exceedingly high activation
barrier (  3.5eV on iron [55]). The latter leads to highly unfavorable electron transfers.
These challenges mean that a catalyst is required, especially at benign temperatures. The

Haber-Bosch process solves this problem by using high temperatures to speed up the reac-



Figure 1.3: A summary of N xation mechanisms. Top to bottom these are: the direct
mechanism, the alternating mechanism, and the distal mechanism

tion kinetics. However, increased temperatures necessitate increased pressure to maintain

a thermodynamic driving force for ammonia synthesis [56].

1 3

§N2+ EHZ! NH; (1.2)
1 X
§N2+ EOZ! NO, (1.3)

Three primary mechanisms must be considered when studying nitrogen reduction to
ammonia: the direct mechanism, the alternating mechanism, and the distal mechanism
(see Figure 1.3.) Of these, the most kinetically challenging is typically the dissociative
mechanism. In this mechanism, the N-N bond is broken in the rst reaction step (see

Equation 1.4).

N,+ ! 2N (1.4)



While the N-N bond's direct scission may seem infeasible due to its strength, it is the
mechanism implicated in most Haber-Bosch catalysts. The reaction is possible through the
dissociative pathway due to a combination of the high temperatures and substantial partial
pressures of Ngas in the reactor. The elevated temperature acts to increase the surface

reaction rate constant, which follows an Arrhenius type relationship (Equation 1.6.)

'n, = kCN2 (15)

k = koert (1.6)

where ry, is the rate of the surface reaction Equation 1.4, k is the reaction rate
constantCy, is the surface concentration ohb Nk, is the prefactorg, is the activation
energy, R is the gas constant, and T is the absolute temperature.

As the temperature increases, the reaction rate constant grows exponentially, allowing
for reasonable turnover frequencies even with relatively large barriers. While high tem-
peratures improve reaction rates, they disfavor the thermodynamics of adsorption for N
on the surface, as bound surface states have lower entropy than gas-phase states. Elevated
pressures combat the decrease in favorability of theadisorption reaction through Le
Chatelier's Principle. As the concentration of the reactan) @tows, the equilibrium is
shifted toward the products side (IN The relevant temperatures and pressures for Haber-
Bosch are roughly 700 K and 100 bar [56].

These elevated temperatures have the side effect of dis-favoring the overall reaction
because the total amount of moles decreases across the reaction (see Equation 1.2). Thus
the products are lower in entropy, and by extension, are less favored at high temperatures.
Higher pressures combat this by increasing the total amount of reactant available, pushing
the equilibrium back toward the products side.

The mechanism involved also is affected by temperature. At lower temperatures, the



alternating and distal mechanisms are more feasible (see Figure 1.3). In these reactions,
hydrogen is bound to the adsorbegd $becies, thus weakening the N-N bond and allowing
bond breaking. These mechanisms are favored at low temperatures relative to the disso-
ciative mechanism because they involve subsequently attaching atoms to a surface species.
These new bonds construct a lower entropy product on the surface. Thus, these are the fa-
vored mechanisms for photocatalysis and electrocatalysis, as these are typically performed
at lower temperature.

The photo(electro)chemical version of this reaction is known as the nitrogen reduction
reaction (NRR) and has been studied extensively. NRR has a redox potential of 0.06 V
vs. the reference hydrogen electrode (RHE) and requires an overall applied potential of 1.2
V when coupled with the oxygen evolution reaction based on standard gas-phase thermo-
chemical data [28, 30]. However, the proximity of the redox potential or nitrogen reduction
and hydrogen evolution presents a fundamental challenge in nitrogen reduction since the
hydrogen evolution reaction is typically faster, resulting in low selectivity [57, 41]. Several
novel approaches have achieved high selectivity through creative strategies such as electro-
chemical looping with molten salts [58] and non-aqueous lithium-mediated electrocatalysis
[45, 46]. The eld's rapid progress suggests that the selectivity challenge can be overcome,
but this will require a more complicated process and more energy input.

Moreover, nitrogen reduction is typically performed under anaerobic conditions to
avoid competition with @adsorption or reaction [59], a situation that would require capital-
intensive air separation in a practical setting. Another challenge in photo(electro)catalytic
nitrogen reduction is the fact that oxygen evolution is typically utilized as a half-reaction.
Oxygen evolution catalysts exhibit large overpotentials 00.4 V, and are often based
on rare materials, presenting challenges for process ef ciency and scalability [60, 61].
Nonetheless, one of the best-reported catalysts for nitrogen reduction is based on earth-
abundant carbon and exhibits an electrical-to-ammonia ef ciency of 5% in an aqueous

electrolyte [43], suggesting that practical routes to electrochemical nitrogen reduction are



feasible.

A less-explored alternative is direct oxidation of nitrogen to nitrate products (see Equa-
tion 1.3). Nitrate production is more thermodynamically favorable than ammonia synthe-
sis. The production of NO is the most thermodynamically challenging step, occuring at
a highly oxidizing potential of 1.68 V vs. RHE. However, the reaction requires a modest
applied potential of 0.45 V when coupled with the oxygen reduction half-reaction based
on standard gas-phase thermodynamic data [30, 28]. Nitrate-based fertilizers are also com-
mon, and some crops are able to utilize nitrates more ef ciently than ammonium, although
nitrates are also more prone to leaching and can be toxic to humans [62, 63, 64, 65]. One
key advantage of nitrogen oxidation is that it can occur directly in air, since oxygen is a
reactant, and competition with hydrogen evolution is not an issue. Despite these promising
advantages, there are considerably fewer reports of photocatalytic nitrate formation [66,
67, 68]. This indicates that catalyst development for nitrogen oxidation will require more

effort. This pathway is further discussed in section 4.4.

1.4 Photocatalysis

Photocatalysis relies on the excitation of electrons in the bulk of a semi-conductor to drive
reactions at the surface. The process is summarized in Fig. 1.4 [69]. Incident light rst en-
ters the bulk of the semi-conductor, interacting with the material. If the light is of suf cient
energy, it will excite an electron from the valence band to the conduction band. This process
also creates a positive charge, known as a hole. These electrons and holes may have been
excited to states above the highest-occupied molecular orbital (HOMO) energy or below
the lowest unoccupied molecular orbital (LUMO) and thus will relax to those states. The
charges are then able to migrate to the surface and participate in chemical reactions. At the
surface positively charged holes drive oxidation reactions, and the excited electrons drive
reduction reactions. Honda and Fujishima started the study of solid-state photon-driven

reactions in 1972 [70]. They measured water splitting reactions upon illuminating semi-
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Figure 1.4: Generalized schematic of electronic excitation in photocatalysis in a semicon-
ductor, an electron is excited by a photon making it able to move above the band gap and
diffuse to the surface along with a positively charged “hole.”

conductors. In subsequent years photocatalysiedduction [71], CQ reduction [72], and

oxidation of organic wastes [73] was demonstrated as well. Currently, the most common

use of photocatalysis is for waste treatment [74].

1.5 Experimental Literature on TiO»

This thesis will focus on Ti@as the primary oxide surface of interest, as it has the most
experimental studies dedicated to it [28] and is the earliest material to have been shown to
catalyze nitrogen reduction [75, 71]. Ti@ often called the most studied oxide material
[76, 77]. A review of the surface chemistry by Diebold from 2003 had 783 references and
lled 158 pages while still not exhausting the topic [77]. There have been numerous re-
views on the photochemistry [78, 79], surface chemical reactions [80] and synthesis [81],
some of which will be discussed below. The main reasons for the literature's size are its
ease of synthesis and high stability, along with the numerous reactions photocatalyzed by
TiO,. These properties have led Ti@ be used as a model photo-catalyst by experimen-
talists and theorists. While the volume of the literature on,Ti@terial is vast, it suffers

from inconsistent results and few attempts to replicate others' results. This inconsistency
is especially true in the photocatalysis community, and the photocatalyti@dNiction
literature in particular [28].

The interaction of titania surfaces with water will play a role in aqueous or humidi ed

10



environments relevant to the systems studied in this work. Water adsorption gnsTaO

topic of extensive research and debate [82, 83, 84, 80, 85, 86, 87, 88, 89, 90], and there are
a great variety of theoretical results regarding the competition between dissociative [87, 90]
and molecular adsorption [88, 89, 91] on pristine surfaces, although a clear consensus has
not emerged. Analyses including the effects of slab thickness [83] and method [84] support
the two modes being nearly degenerate at monolayer coverages, with partial dissociation
having slightly higher energy. This viewpoint is consistent with recent experimental stud-
ies observing dissociated water on pristine surfaces [92]. Experimental studies from the
mid-1990s to the mid-2000s show that on a reduced surface (one containing vacancies at
the bridging oxygens), water tends to dissociate to form two hydroxyl groups on the sur-
face, thereby lling the vacancy [93, 89, 94, 95], while on pristine surfaces water adsorbs
molecularly at the 5-fold Ti site [96]. As previously noted, there has been one recent report
showing partial dissociation of water on the pristine surface [92].

Several other factors have been observed to play an essential role in aquegus TiO
photochemistry. The formation of hydroxyl radicals is known to occur in both rutile and
anatase [97, 98], and these radicals participate in many oxidation reactions [97]. Further-
more, the in uence of both surface and bulk defects, such as oxygen vacancies, can enhance
adsorption and in uence photocatalytic activity [99]. The eld of TiPhotocatalysis and
surface science is vast, and a thorough review is beyond the scope of this work; the reader
is referred to published reports and review articles to gain a complete view [78, 77, 86, 80,
85].

The rutile TiG, (110) surface has been well-studied both experimentally [86, 92, 100,
101, 102, 78] and computationally [103, 104, 105, 106]; however, there have been rela-
tively few computational studies of the interactions of rutile 7&dirfaces with nitrogen-
containing compounds [103, 104, 105, 107, 108]. Two comprehensive computational stud-
ies on nitrogen oxides were performed by Stodt et al. [103] and Sorescu et al. [104].

These studies examined &, compounds on Ti®(110) surfaces both experimentally un-
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der ultrahigh vacuum (UHV) conditions and theoretically using density functional theory
(DFT) at the generalized gradient approximation (GGA) [104] and hybrid [103] levels of
theory. This work showed that DFT is able to accurately obtain the vibrational frequencies
of intermediates on the surface and is consistent with UHV experiments.

In addition, Cheng et al. [105] examined the adsorption ot X&dnmonia), NH, and
H on clean rutile (110) surfaces using DFT. They concluded thaf &hd NH adsorb at
the 5-fold titanium site, whereas hydrogen could bind at the bridging oxygens or the in-
plane oxygen atoms. Several studies have also investigated the binding of ammonia and
other nitrogen-containing species on anatase [109, 110, 111, 112, 113] and monoclinic
[114] polymorphs of TiQ. Xie et al. used DFT to calculate the energetics of nitric oxide
reduction on TiQ [108], and Hiskuldsson et al. utilized GGA DFT to screen rutile oxides
for electrochemical ammonia synthesis, and found a relatively large limiting potential of 2
V for the (110) surface of rutile TiQ[107].

In contrast to the relatively low number of computational studies, there have been many
experimental studies of nitrogen compounds on rutile surfaces. Yates and colleagues con-
ducted several studies of NOnolecules under UHV conditions over rutile Ti@®110)

[100, 101, 102]. Their early work showed that NO adsorbs and decomposes to $&@m N

on reduced surfaces [100]. A follow-up study involved photochemical activation of NO
on the surface that resulted in the production gONeven with photon energies below

the bandgap [101]. When the surface is dosed wid ldnd exposed to photons at high
coverage, MO is desorbed from the surface, while at low coveraggssibserved [102].

Much of this was also seen in Kim and colleagues' examination with the additional insight
that surface oxygen vacancies play an important role [115, 116]. Furthermore, numerous
applied studies focusing on nitrogen-doped titania [81],,T& an ammonia sensor [117,
118] or in the selective catalytic reduction (SCR) process [119, 120, 121, 122] provide
insight into the interaction of titania with nitrogen-containing compounds. Although TiO

is typically not considered the active phase for the SCR reaction [123], it is interesting to
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note a small body of work on the “photo-SCR.” In this literature, anatase &3 been
proposed as an active and selective catalyst [124, 125, 126, 127, 128, 129, 130, 113]. These
studies provide useful context for the photocatalytic nitrogen xation as they involve the

interaction of both oxidized and reduced nitrogen species with titania surfaces.

1.6 Experimental Nitrogen Fixation on TiO,

The rstrecorded hypothesis of nitrogen xation via interaction with light was reported by
the Indian soil scientist Nil Dhar in 1941 [75]. These experiments indicated that sterilized
sands produced higher levels of xed nitrogen under illumination. He additionally had
hypothesized that the oxide materials present in the sands were responsible for the nitrogen
xation activity he observed. However, these experiments are highly questionable, as many
other materials were mixed into the sands, probably interfering with the nal results. These
materials include simple oxygenates such as glucose and other more eclectic substances
such as clari ed butter and cow dung [75]. Dhar hypothesized that the addition of these
substances provided the samples with “chemical energy,” though he never outlined a direct
mechanism through which the energy was transferred. Because of these issues, itis dif cult
to conclude that Dhar's results were valid; however, his contribution is worth noting.

More robust reports of experimental photocatalytic nitrogen xation on,afpeared
in a 1977 report by Schrauzer et al. [71]. Schrauzer and co-workers showed that (steril-
ized) rutile-laden sands under illumination at room temperature and pressure in humid air
produce ammonia. This nding by itself is fascinating considering the harsh conditions
needed to produce xed nitrogen industrially. These experiments were of relatively high
quality, including fully off-gassed Ti@samples!®N isotopic labeling, and Argon controls
to rule out the possibility of contamination. Despite these efforts, the measured quantity of
ammonia was exceedingly small, ranging from 0.74 to 409@ still making it challeng-
ing to rule out contamination, particularly in light of more recent protocols for ammonia

guanti cation [131, 49]. Schrauzer et al. additionally noted that iron contaminates in the

13



TiO, samples tended to promote the reaction (a point examined in Chapter 5), nding that
0.2 wt% iron seemed to be optimal.

Many works since have replicated the experimental results [66, 132, 133, 134, 67, 59,
135]. Augugliaro et al. [132] and Radford et al. [136], among others, showed that ammo-
nia did not appear in control experiments while observing ammonia in experimental runs,
bolstering Schrauzer's original ndings. One experimental study has been done recently
by Hirakawa et al. [59]. Hirakawa et al. performed all experiments in aqueous solution.
They tested the effects of bubbling gas rate, bubbling gas composition, pH, and quanti ed
the number of defects. They showed that higher rates of gas bubbling increased the re-
action rate, and that bubbling pure Nas was signi cantly more effective than air. They
also reported that the reaction runs optimally at neutral pH and the number of vacancies
on the surface scaled linearly with the catalyst activity. Finally, when metals were added
to Il the vacancies, it was found that the activity decreased, indicating the vacancies play
a key role. However, it lacks theoretical understanding and reaction rates remain low (
10 “mol) [28, 59]. The lack of fundamental understanding is surprising, given the promise
of photocatalytic nitrogen xation.

While this literature is intriguing, there has been some controversy, with some authors
claiming the reaction does not happen [137, 138, 139, 140]. In addition to this controversy,
the actual products of the reaction also vary from study to study. Most experiments show
reduced compounds (Ntor NH; ) as the primary product [132, 133, 134, 59, 135]. How-
ever, some show the production of nitrates N@6, 67], and still others show no reaction
at all [137, 138, 139, 140]. This may be in part because of the challenges associated with
measuring small amounts of ammonia and contamination from the environment (see Sec-
tion 1.7). While some patterns emerge from this work, the variation in catalyst particles
from doping and synthesis methods makes generalizations dif cult.

A signi cant problem with the current literature is the variance in experimental setups,

experimental methods, and reporting standards have varied widely between authors. The
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Figure 1.5: The band edges of rutile vs common redox couples. The band edge for reduc-
tion is at -0.1V, providing a very small driving force tg Keduction whereas the oxidizing

band edge is very high, making oxidation comparatively easy. This makes the presence of
NHjs dif cult to explain.

rst confounding factor is that the eld is split between gas-phase [71, 141] and aqueous
[67, 132, 59] experiments, with gas-phase typically showing higher rates. A large portion
of the literature also uses Xe/Hg lamps [141], while others use solar lamps [59], further
confusing exactly how ef cient their catalysts are in comparison to others. Many authors
also dope their samples to reduce the bandgap but fail to report a measured band gap [141,
73, 142]. These problems highlight the need to set standards for how experiments are to be
conducted to avoid a continuation of the literature's scattered state.

The photochemical properties of Ti@reate another mystery. The -0.1V reducing band
edge (see Figure 1.5) only provides0.15V of overpotential to reduce,No NHz, an ex-
ceedingly small driving force. This small driving force makes the presence of the NH
product challenging to explain in the context of standard photo(electro)chemical models
[143]. In contrast, the oxidizing potential is considerable, roughly providing 2.9V of poten-

tial above the standard hydrogen electrode (SHE) to drive oxidative reactions. The position
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of the Nb/NO redox couple means there is 1.3V of overpotential, making the predominance
of NH3 rather than nitrates mysterious. This difference in products could be because the N-
N bond breaks through an oxidative pathway rather than a reductive one, and the conversion
to NH; takes place after. This hypothesis is supported by the observation that the reduction
of nitrates appears thermodynamically facile (see Chapter 4). However, reports of nitrates
are relatively rare, and it is possible that oxidative driving forces create meta-stable reactive

species such as hydroxyl groups or carbon radicals (see Chapter 6).

1.7 Issues With Measurement Interference

One of the most signi cant challenges in the experimental literature is the issues around
contamination in experimental setups and measurement. The photocatalytic and electro-
catalytic communities share the same problem. Due to the typically low concentrations
measured (0.7-80nol /L), there is a signi cant opportunity for contamination from the
synthesis of the samples [144] and the environment [145, 131]. Quanti cation of ammonia
at low concentrations has been identi ed as a challenge due to issues with contamination
and calibration [145, 146, 144, 147, 148], and similar challenges are expected for nitrates
or other xed nitrogen products. Many authors contend that control experiments are as
valuable as catalytic experiments due to the high possibility of contamination. In some
experiments, it has been seen that 8-40% of the measured ammonia came from contamina-
tion [145]. Contamination issues are acute enough that many high pro le papers have been
retracted due to the measurements being attributed to contamination [149]. The presence
of these retractions indicates integrity on the part of the researchers. These retractions help
move the eld toward a clearer understanding of which catalytic materials warrant further
theoretical investigation.

A problem that is primarily found in the photocatalytic literature is the use of sacri -
cial reagents. Many authors also add sacri cial reagents to their aqueous reaction mixtures

as hole scavengers, to increase activity [135, 150, 151, 152]. However, these may inter-
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fere with Nessler's reagent, a standard reagent used to measure ammonia content, throwing
off measurements by orders of magnitude [146]. Some authors also fail to report cali-
bration curves for their ammonia measurements or report calibration curves measured at
much greater concentrations than are measured. These issues cast doubt on whether their
experiments measured a catalytic reaction or only contamination from the reagents or the
environment given the low concentrations.

Establishing standards for experimental testing conditions and quanti cation practices
will facilitate comparison of results and accelerate the development of photo-electro-catalytic
processes for solar fertilizer production. To that end, several authors have laid out standards
for measurement and controls [146, 145, 144, 131]. Greenlee et al. [145] and Chorkendorff

et al. [131] have outlined a set of standards paraphrased below.

1. All control experiments performed must be reported thoroughly and prominently
2. Quantitatively validate results usifgN, isotopic labeling

3. Ensure all N gas used is cleaned to remove trace,Nspecies that is present in

commercial gas cylinders

4. Measure the sensitivity of detection methods and ensure appropriate measurement

methods are employed

Zhao et al. [144] further contend that at least two measurement techniques should be
used and cross veri ed, prescribing different methods for each pH range and insisting that
no sacri cial reagents be used. While these standards are not universally adopted across the
eld, there is an indication that authors are aware of the problem and strenuously working
to overcome it.

Issues of measurement, contamination, and isotopic labeling have become a primary fo-
cus of electrocatalytic nitrogen reduction. Authors from many groups [153, 145, 144, 146]

recognize the importance of ensuring measurements quantify the amount of xed nitrogen
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being produced catalytically. Additionally, some groups have actively worked to replicate
experiments in the literature to bolster the scienti ¢ record [153]. While these steps do not
guarantee the elimination of the problem in the literature, they provide encouraging signs

for the prospects of the eld.
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CHAPTER 2
TECHNOLOGICAL PROSPECTS FOR PHOTOCATALYTIC NITROGEN
FIXATION AND SOLAR FERTILIZERS

The most promising application of photocatalytic nitrogen xation is for the production of
fertilizers using solar energy. These “Solar fertilizers” offer an alternative for local fertilizer
production by harnessing solar energy, nitrogen, and water/oxygen from the air to produce
low-concentration ammonia- or nitrate-based fertilizers at or near farms where they will be
used [27]. This is advantageous since the intermittent solar energy can be directly captured
in a storable chemical product that can be utilized near the point of production, avoiding
long distance transportation or storage of electrical energy in batteries [154]. This decen-
tralized production will reduce the barrier to adoption of solar fertilizers as compared to
solar fuels, since there is no need for retro- tting the distribution and utilization infras-
tructure. Solar fertilizers are a special case of “solar chemicals” where the close coupling
to agriculture provides unique advantages and the product does not compete directly with
current ammonia production, but rather reduces the downstream usage of ammonia and
N-fertilizers. The economic advantages arise from inexpensive feedstocks (air, water, sun-
light) and the elimination of long haul transportation. There is also a societal bene t since
solar fertilizers may improve access to fertilizers in remote regions of developing countries.
Additionally, the characteristics of fertilizers with low nutrient concentrations may enable
novel strategies of nutrient management that can reduce groundwater and atmospheric pol-
lution due to nutrient losses. These advantages reveal signi cant potential for reducing
downstream fertilizer usage, which is linked to energy usage. A recent estimate revealed
that even a 10% reduction in the use of ammonia or urea fertilizers can save around 250
petajoules of energy per year [155]. Furthermore, low-concentration fertilizers produced at

ambient conditions are inherently safer from the perspective of both process and product
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handling. Although fertilizer products require a range of macronutrients including N, P,
and K, here we focus on N production since nitrogen often the most limiting nutrient in
agricultural production[156, 16].

Solar fertilizers hold substantial promise as alternative to traditional fertilizer and for
sustainable agriculture, but there are also considerable challenges. One critical challenge
is in the development of a viable strategy for ef ciently using solar energy to break the
strong dinitrogen triple bond at ambient conditions. Nitrogen xation at ambient condi-
tions is a key objective of chemistry and has been the subject of considerable research in
homogeneous catalysis, enzyme catalysis, and bioengineering. Yet, no viable strategies
have emerged due to issues with low conversion and/or stability under realistic conditions
[157, 24, 158, 49].

Solar fertilizers will differ signi cantly from traditional fertilizers, opening a range
of additional agronomic challenges and opportunities. One key difference is that “solar
fertilizers” are expected to have considerably lower xed nitrogen concentration. This is
related to the fact that most photo-electro-chemical nitrogen xation processes will have
ef ciencies far below the 70% thermochemical ef ciency of the Haber-Bosch process [4,
41]. Separating and concentrating the ammonia will require additional steps that add com-
plexity to the process and require additional energy. On the other hand, direct utilization
of dilute or low concentration fertilizer will reduce the amount of energy needed for sepa-
ration/concentration, and may enable more controlled nutrient management in agricultural
production[159, 160]. However, this represents a paradigm shift in agricultural practice,
and considerable efforts are needed to understand how dilute solar fertilizers can be sus-
tainably and practically integrated into current agricultural systems. These considerations
will also inform the development of the photo-electro-catalytic processes for solar fertilizer
production, and hence should be considered in parallel.

In this chapter we identify key considerations and performance targets for the photo-

electro-chemical production of dilute solar fertilizer from the perspectives of agronomics
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and chemical engineering. Some speci ¢ advantages and disadvantages of dilute and
decentralized fertilizer production are outlined, and the potential agronomic use cases
and impacts are examined. The technical requirements for a photo-electro-chemical reac-
tion/separation process for fertilizer production are considered, and a range of possibilities
are introduced. These possible designs are used along with back-of-the-envelope calcula-
tions to quantify initial performance targets and limiting cases for catalyst reactivity and
suggest speci ¢ materials properties and tests that will inform process design. We hope
that these considerations will serve as a foundation and guide for future research in the

development of photo-electro-chemical processes for solar fertilizer production.

2.1 Agronomics of solar fertilizers

Current fertilizer production relies on the Haber-Bosch process, with highly centralized
production and fewer than 100 production plants globally [11] to cater to 1.55 billion
hectares of arable land and permanent crops (about 12% of total land area) [161] and an
estimated 500 million farms [162, 163]. The centralized production is driven primarily
by the harsh reaction conditions of the process. The high temperature and particularly the
pressure of the process lead to a favorable economy of scale, with a typical capacity scal-
ing exponent of 0.7 [56, 164]. This incentivizes high-volume production with high capital
investment, with the most recent 2200 tonne dafertilizer plant having a capital cost of
$1.5 billion [165]. This leads to long payback periods, and encourages development of
production facilities in regions with stable access to feedstock such as natural gas, reliable
infrastructure, stable governance, and sophisticated nancial systems [11] as indicated by
the presence of ammonia production primarily in developed regions (Figure 1.2). The re-
sulting fertilizer products with high nutrient concentration must be transported to globally
dispersed agricultural production centers.

Fertilizer use in developing countries has been encouraged due to a signi cant depletion

in soil nutrients. However, for the use of fertilizers to be economically viable and sustain-
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Figure 2.1: (a) Value-cost ratio (VCR) in response to the ratio of unit fertilizer price to unit
crop price and fertilizer ef ciency (measured as additional unit of crop per unit of fertilizer
applied) [166]. Typical fertilizer-to-crop price ratios are denoted for rice, wheat, and maize,
and minimum/typical VCR required for investment are shown by dashed/solid horizontal
lines. (b) Proportions of farms with various sizes [163].

able, they must produce a signi cant increase in yield. This is typically quanti ed by the
“value-cost ratio” (VCR), which in this case is the ratio of crop output value to fertilizer
input cost. As a rule-of-thumb, farmers will invest and use fertilizer if the VCR is greater
than 2, indicating that for every dollar invested in fertilizer, output revenues will repay the
invested dollar plus an additional dollar, for a 100% return on investment. As shown in Fig-
ure 2.1 for selected crops the VCR is generally increased as the price of fertilizer decreases
[166]; however, the prospect of much lower fertilizer prices or higher fertilizer ef ciency
would clearly incentivize fertilizer use by increasing the VCR, assuming constant or no
downward changes in agricultural output prices. It is important that these economic incen-
tives hold for small € 1 ha) farms, since 70% of farms globally are small (Figure 2.1b),
and the proportion is higher in developing countries [163]. This section brie y explores the
implications of the centralized Haber-Bosch process on the economics of fertilizer produc-

tion, and explores the potential impact and challenges of decentralized production of dilute

fertilizers in both developed and developing regions.
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Figure 2.2: The three proposed scenarios for solar fertilizer a) inepensive farm scale pro-
duction using photocatalysis b) solar fertilizer production integrated with larger farms using
electrocatalysis c) high-tech solar fertilization production coupled with distribution infras-
tructure using electrocatalysis

2.2 Decentralization of Fertilizer Production

There are a continuum of options for moving from the current highly centralized fertilizer
production toward smaller-scale distributed production. In this section we brie y explore
the general economic factors that favor decentralized production and subsequently consider
three possible speci ¢ scenarios along the continuum of decentralized fertilizer production.
The three scenarios (see Figure 2.2) presented here are (1) inexpensive, robust solar fertil-
izer production at the scale of small farms in remote and undeveloped regions (2) solar
fertilizer production integrated with existing infrastructure on larger farms in developed
regions, and (3) high-tech solar fertilizer production coupled with production and distribu-
tion infrastructure of existing or emerging agricultural products. These scenarios present
exciting opportunities to develop scalable decentralized solar fertilizer technologies with
the potential for substantial positive impact on society, energy, and the environment.

From a simplistic and practical perspective the major components of fertilizer retail
cost can be broken down into production, transportation, and storage costs. The production

cost of fertilizer is controlled primarily by the cost of its feedstock, the natural gas used
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as a source of hydrogen for the Haber-Bosch process and hence, varies with geographic,
economic, and geopolitical factors [167, 168]. This leads to variable and uncertain cost of
fertilizers and presents challenges in agricultural planning [168]. Furthermore, the cost of
transportation depends strongly on the location and transport mode available (barge, rail,
trucks, pipeline). Barge, pipeline, and rail transport are normally used for long-distance an-
hydrous ammonia transportation, while trucks are preferred for shorter distances. Distance,
location of plant site relative to the agricultural area, availability of transportation equip-
ment, and relative cost of available carriers are the major governing factors for selection
of a typical anhydrous ammonia transportation system. International shipping of ammonia
between the United States and Western Europe costs on the order of $ 35 per tonne [169].
Typical costs reported in the United States for long distance (greater than 1600 km) by
pipeline, barge, and rail transport are $0.0153, $0.0161 and $0.0215 per tonne per kilome-
ter, respectively [169]. Short truck transportation costs are expected to be much higher. For
distances of the order of 100 km, typical reported costs are $0.0365 per ton per kilometer
[169]. Additionally, storage costs must be considered due to the seasonal consumption of
ammonia caused by agriculture's cyclic nature. It has been reported that roughly 75% of
the fertilizer production is sold in the spring during the planting season [169]. To reduce
storage costs resulting from this cyclic consumption pattern, large refrigerated anhydrous
ammonia storage vessels are used, which add another $11-80 per tonne to ammonia cost
[170, 169]. Thus, the freight costs can account for more than half of the retail cost of am-
monia in some countries. The hazardous nature of ammonia also leads to challenges with
transportation and storage, particularly in regions with poor infrastructure [168].

The production, transportation, and storage costs are the main components of fertilizer
price, but the overall cost is not directly derived from these categories. For example, as
shown in Figure 2.4 the price of fertilizer in Thailand ($ 28¥)tis roughly half the price
of fertilizer in Mali ($ 509 t 1), but this difference cannot be attributed directly to any sin-

gle category [171]. This discrepancy is largely due to the economies of scale and to other
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Figure 2.3: Overview of current (2019) commercial and subsidized costs of fertilizers in
various African countries compared to the international free on board (FOB) cost [22].
factors that affect the ef ciency of fertilizer procurement and distribution. Developing na-
tions in Africa are often purchasing smaller quantities of fertilizer from the international
market, limiting their ability to bargain for lower wholesale prices and leading to prices
that are generally much higher in African countries (Figure 2.3) [171]. Larger agricultural
markets such as in Asia can more effectively negotiate and distribute xed costs of trans-
portation across more units of fertilizer, re ected in lower prices of fertilizer at retail. This
scale-up is not possible in less developed markets for a variety of reasons including port
capacity and poor transportation infrastructure [172]. Political instability often compounds
this problem by causing existing infrastructure to deteriorate due to lack of investment
[173, 174, 175]. Road systems in these regions are often not well maintained or regulated,
leading to worse connectivity and excessive wear and tear on transportation equipment.
Less developed markets are also subject to more uncertain demand owing to lack of ac-
cess to nance by smallholder farmers and unpredictable implementation of government
subsidies [172, 173, 176, 174, 175]. These subsidies can be critical for making fertilizer
more affordable to smallholder and resource poor farmers (Figure 2.3) and removing or
reducing subsidies can considerably reduce the amount of fertilizer procured and supplied

by private importers. For example, removal of fertilizer subsidies in Ghana in 2014 re-
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duced imports by about 50%, and most of the product that was imported was provided to
commercial operations rather than smallholder farms [177]. Overall, these factors lead to
a perverse situation in which fertilizers are most expensive in the poorest places where the
need is greatest. This is a key factor in the distressing fact that despite the tremendous tech-
nological developments of the recent decades and ever-increasing ammonia production,
world hunger is has stopped declining and is currently increasing (Figure 1.1) with over
800 million people suffering from undernourishment as of 2016 [178]. Notably, many of
these economic and geopolitical factors could be alleviated by decentralized production of
dilute fertilizers with low capital input from solar/renewable resources. Reducing or elimi-
nating the dependence on natural gas would reduce volatility in fertilizer production costs
and prices [168], while producing fertilizer at or near the point of use would reduce trans-
portation costs and perhaps eliminate the cost dependence on economies of scale [170].
Furthermore, local production would improve certainty in fertilizer availability, reduce the

in uence on price of external factors such as feedstock price volatility and tariffs, and elim-
inate the needs for subsidies and their burden on governments' budgets. Considering that
agricultural production is directly linked to general economic prosperity, local fertilizer
manufacturing industries in developing countries could spur substantial economic growth
[11].

The most extreme small-scale alternative would be fully decentralized farm-scale fer-
tilizer production (Figure 2.2a), which would have the largest socio-economic and agri-
cultural impact if deployed in low-income countries where access to fertilizer is limited.
There is a large range of farm sizes, but most farms in low-income countrieslaha
(Figure 2.1b)[163] . With over 70% of farms being classi ed as small holdings, a mar-
ket push toward decentralization could aid a signi cant portion of the agricultural market.
Fertilizer production at the scale of small farms would correspond to roughly 1 fertilizer
production facility per ha, an increase of7 orders of magnitude in the total number of

fertilizer production facilities. Naturally, this would correspond to proportional decrease
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Figure 2.4: The price breakdown for fertilizer in (a) Thailand and (b) Mali for the year
2013. Relative areas re ect the ratio of costs in the two countries ($282 in Thailand and
$509 in Mali) [171]

in the scale of production per facility. The required nutrient load varies considerably from
about 20 - 200 kg-N per hectare depending on crop and region, but we adopt 100 kg-N
per hectare per year as a convenient representative nutrient load [28], which can be used to
obtain rough estimates of cost and ef ciency. For example, the annual budget for on-site
fertilizer production can be estimated based on the cost of fertilizer per country. The esti-
mated average cost of supplying urea at retail point in Ghana under open market conditions
during 2018 was $394 per tonne, or $857 per tonne of nutrient N (urea is nutrient 46%
N by weight) [179]. This corresponds to an expected annual N nutrient fertilizer budget
on the order of $ 86 per hectare per year. This modest number suggests that decentralized
fertilizer production at the scale of small farms must have very low capital and operating
costs, even in countries where the cost of fertilizer is very high. Furthermore, the pro-
cess must be suf ciently robust that specialized personnel are not needed for operation or
maintenance of production, and additional constraints such as water usage and fertilization
infrastructure (e.g. irrigation) must be considered. Strategies of “frugal innovation” [180]
can help address these challenges, and the successful development and deployment of solar

energy technology to disinfect water through photochemistry and photocatalysis provides
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a promising precedent for this approach [181, 182]. This suggests that the development of
inexpensive and robust processes for producing solar fertilizer at the scale of small farms
in the developing world may be a viable strategy.

An alternative approach to farm-scale production is to target larger farms (larger than
100 ha), particularly those which are already using irrigation systems that can be directly
utilized for delivery of dilute aqueous fertilizer (Figure 2.2b). While these very large farms
account for less than 2% of farm holdings (Figure 2.1b), they account for over 45% of the
agricultural land area, and are more common in developed countries [163]. This scenario
presents an economic challenge for decentralized N fertilizer production since they will
compete directly with traditional fertilizer. For example, the cost of urea in the United
States is approximately $550 per tonne N as of 2018 [183], though there is signi cant uc-
tuation. This is compounded by the larger capacity of the farms, and the typically heavier
fertilization in developed countries. Assuming a nutrient load df00 kg of nutrient per
hectare per year for a large 100 ha farm leads to an approximate annual fertilizer budget of

$5,500 per farm ($55 per ha). This number is relatively modest, but there are additional
incentives for larger farms to invest in decentralized fertilization. These larger farms require
larger capital investment, and the reduced volatility in price for fertilizers produced on site
would improve the predictability of returns. The integration of on-site solar fertilizers with
existing irrigation infrastructure may reduce the costs associated with delivering fertilizer to
crops, or enable more ef cient fertilizer utilization, as discussed further in Sec. 2.3. There
are also challenges for scaling solar fertilizers to larger farms. Solar fertilizer production
will require a higher level of technological sophistication, particularly if electrochemical
technologies are employed. These approaches will require installation, maintenance, and
potentially operation by experts. Itis unlikely that a full-time employee could be dedicated
to fertilizer production, even at very large farms of,000 ha. Nonetheless, periodic access
to experts for installation and maintenance is not an issue in developed regions. Numerous

industries such as solar capture and heating ventilation and air conditioning (HVAC) oper-
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ate on similar business models. This suggests that solar fertilizers are potentially viable for
farm-scale production in developed areas as long as they can be operated with only periodic
maintenance.

A third scenario is the production of solar fertilizer at a regional, semi-centralized
multi-farm scale (Figure 2.2c). The challenge with more centralized production scenar-
ios is competition with the ef cient and inexpensive Haber-Bosch process, since both rely
on transportation and distribution infrastructure. Nonetheless, semi-centralized production
will require shorter transport distances, and can avoid costs and uncertainties associated
with international or trans-marine distribution. Moreover, the lack of reliance on natural gas
as a feedstock can reduce price volatility, although this can also be mitigated by perform-
ing Haber-Bosch with hydrogen generated from electrolysis [184, 185]. Coupling solar
fertilizer production with the production of other agricultural products such as phosphorus,
potassium, agricultural lime, or biochar can alleviate transportation issues by taking advan-
tage of existing infrastructure. For example, a distributed network of fast pyrolysis facilities
for simultaneous production of fuel and agricultural biochar has been suggested as a route
to carbon-negative energy production [186, 187, 188]. Coupling these fast pyrolysis plants
with photo-electro-chemical nitrogen xation presents a route to produce nutrient-enriched
biochar, as discussed further in Sec. 2.3. According to a technoeconomic analysis of fast
pyrolysis these facilities would process on the order of 2000 tonnes of biomass per day,
with a yield of 20% biochar [189]. This corresponds to around 150,000 tonne biochar
yr 1. The amount of biochar applied to farms varies widely from 0.5 - 50 tonn&[1&Q0],
but assuming a nitrogen content of 16 mgNH* C and a nitrogen loading of 100 kg ha
approximately 7.6 tonne hé of biochar is required (see Sec. 2.3). This corresponds to

20,000 ha per facility, or 2000 tonne N yt Assuming the price of nitrogen nutrients
is similar to that of urea in the developed world ($550 per tonne N) this corresponds to a
substantial annual budget of $1.1 million per facility for solar fertilizer production. This

would lead to economic viability of more sophisticated solar fertilizer technologies that
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require full-time expert operation, such as high-temperature operation and/or large-scale
solar concentrators. For example, recent work by Bicer and Dincer on molten salt ammo-
nia reactors coupled with solar-generated hydrogen indicate this strategy may t into this
semi-centralized approach. Their work found that such a system could deliver ammonia at
a cost of $840 per tonne at the scale of 176 kg d4¢91, 192]. These semi-centralized
approaches carry the largest infrastructural burden, and will face substantial challenges in
implementation. However, approaches such as enriched biochar production as a byproduct
of biofuel present exciting opportunities for simultaneously improving the sustainability of
the agricultural and energy sectors through coupled infrastructural developments.

There are many other possible scenarios for solar fertilizer production, and the quali-
tative analysis above is far from complete. Yet, the order-of-magnitude estimates suggest
that there are many routes through which solar fertilizers can potentially compete with the
established Haber-Bosch process by utilizing the advantages of decentralized production
offered by photo-electro-chemical processes. We also note that these estimates do not take
into consideration the inherent social cost of nitrogen to the environment. Social costs are
still not widely understood, but may range from $0.001-10 per kg N depending on the lo-
cation. [193]. If appropriate policies and regulations are put in place to account for these
social costs, the economics of decentralized fertilizer production will be improved. Other
niche applications, such as space exploration [194], may also present economic routes to
develop solar fertilizer technologies, but are likely to be smaller in scale and are beyond

the scope of this work.

2.3 Considerations for Dilute Fertilizers

The centralized production of fertilizers along with the high purity of Haber-Bosch am-
monia has driven the development of solid fertilizers with high weight percent nitrogen
(35-85%) to reduce transportation and storage costs. Utilization of solar energy is expected

to produce fertilizers with nutrient concentrations substantially lower than the traditional
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Haber-Bosch process, owing to the lower density of solar energy [154] and the challenges
with low ef ciency and selectivity in photo-electro-chemical nitrogen xation [57, 41].
This is similar to the biological xation of nitrogen that occurs in the root system of the
plants and results in relatively low local concentrations of xed N in the soil, estimated at
20 kg-N ha ! yr ' on average [47, 195] though some estimates put it as high as 45.4 kg-N
ha ' yr 1[196]. As we discuss in section 2.5 the required solar-to-ammonia ef ciencies
and nutrient concentrations are in principle surprisingly levil%o); however, these low-
concentration fertilizer products differ substantially from existing fertilizers and come with
both advantages and disadvantages. Here we consider two varieties of dilute fertilizers:
liquid fertilizers in aqueous solutions and solid fertilizers based on carbonaceous materials.
These fertilizers have the potential to integrate well with solar fertilizer production and ex-
isting agricultural infrastructure, but will also require changes to conventional fertilization
practices.

Aqueous fertilizers are advantageous since plants require water as well as nutrients.
The process of simultaneously applying fertilizer and water is known as fertigation [160,
197]. Fertigation has formidable potential when coupled with solar fertilizer production
since fertigation systems can deliver nutrients at a slow rate over time. This leads to a
lower overall nutrient concentration relative to solid urea fertilizer, where much of it is lost
through leaching and gaseous emissions. High leaching loss is particularly pronounced in
areas with high rainfall and sandy soils such as the State of Florida [198]. In tests fertiga-
tion has proven to be more effective than both traditional fertilizers in producing growth in
citrus trees [199], garlic [200], and potatoes [201], among others [159, 160] and leads to
higher NO, concentrations in the top 15cm of soil [202]. Tests in peach orchards showed
improved fruit sizes with drip fertigation compared to conventional methods [203]. Ad-
ditionally, these practices may lower the amount of nitrogen fertilizer needed to achieve
the same results as conventional methods by nearly an order of magnitude [198]. Rec-

ommended concentrations of nitrogen in fertigation systems range from 50-350 ppm on a
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mass basis for most crops [204, 205]. This contrasts with typical solid urea fertilizers that
are 46 wt%-N. This stark difference (4 orders of magnitude) in nutrient concentration by
weight indicates that aqueous dilute fertilizers cannot be economically transported, mean-
ing that aqueous dilute fertilizers are only viable at farm-scale production or for use within
very short distances within a country region (see Sec. 2.2). This fact leads to additional
challenges with dilute fertilizer related to storage, since the solar ux may not always align
with crop nutrient needs. This would necessitate on-site storage tanks that would increase
the footprint of the fertilizer production system, or electrochemical systems that can op-
erate from the electricity grid or on-site batteries to produce dilute fertilizers on demand.
Another challenge is that fertigation relies on irrigation infrastructure nutrient delivery.
This may present a particular challenge for many smallholder farms in sub-Saharan Africa,
where only around 6% of farms are equipped with irrigation [206]. Nonetheless, these
farms present a sizable initial market, and the prospect of combined fertilization/irrigation
systems may be economically viable in already-irrigated farms in the developed world (Sec.
2.2), or incentivize investment in irrigation systems in the developing world.

Another approach to dilute fertilizers is to embed the nutrients with a carrier solid. In
most current practical applications, the form of nitrogen in fertilizer is urea, which comes
as a solid that is dispersed over croplands. Solar fertilizer production could be coupled with
adsorbents to uptake and concentrate the products, leading to a solid dilute fertilizer prod-
uct. In this scenario the ammonia or nitrate products from the photo-electro-chemical reac-
tions could be separated using a solid adsorbent such as activated carbon or biochar [207]
(see Sec. 2.4.2). This approach is advantageous since application of carbonaceous mate-
rials is already practiced in organic farming in the form of composting [208], and adding
adsorbent carbon to soil has been shown to provide many bene ts for croplands including
water retention, hydraulic conductivity, and resistance to soil erosion [209]. These changes
are manifested in the form of improved crop production [188], although the magnitude of

the improvements depend on the particulars of crop and soil type. Nonetheless, increases
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of 30% in seed germination rate and 13% in biomass production have been observed in
woody plants [210]. However, implementation of biochar fertilizers may be challenging,
since the ability of biochar to adsorb nitrogen is not well established. The highest reported
ammonia loading for biochar is 16 mg/g of N{RO07]. This is comparable to the nutri-

ent content of manures, which are commonly used as fertilizers and have nutrient contents
that can range 5-50 mg/g [211]. A drawback of this approach is that producing high-
surface-area carbon requires furnace temperatures abov€4086], which may present

an engineering challenge in a low-resource setting. However, in some developed counties
biochar facilities have been built and proven pro table [212], and in others would be prof-
itable with a moderate carbon tax [190]. However, if biochar resources are not managed
properly, this strategy could have a negative environmental impact by depleting natural re-
sources, highlighting the importance of good resource management and forestry practices
to realize the environmental bene ts. This suggests that integration of solar fertilizer facil-
ities with production facilities for carbonaceous soil additives may be a promising strategy,
although considerable research is required to determine the ef cacy of carbonaceous dilute
fertilizers in real agricultural settings.

One enticing possibility for both aqueous and carbonaceous dilute fertilizers is the
prospect of improved nutrient management. Currently, the xed nitrogen in fertilizers is not
utilized ef ciently, with  20% being lost to leaching or vaporization [47, 213]. Leached
fertilizer then enters waterways, leading to hypoxic regions in oceans (called dead zones),
eutrophication in lakes and rivers, and groundwater contamination [17, 214, 215]. Pollu-
tion of this kind is acute in the Gulf of Mexico and the North Sea, due to the upstream
intensive agricultural practices [17, 214]. The vaporization of nitrogen fertilizers can also
have deleterious effects on the environment by releasing &t NQ. compounds that
cause global warming and damage the protective ozone layer [216]. The highly concen-
trated fertilizers responsible for this pollution release nutrients too rapidly for plant uptake,

with researchers estimating they are only used at an ef ciency of 20-35% [213]. This can
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have negative effects on the plants themselves, damaging root systems and seedlings in ar-
eas of high nutrient concentration [199]. The most common strategy for mitigation of these
effects is the development of coatings that aid in controlled release of nutrients and enhance
uptake ef ciency [213]. Other effective strategies include deep placement of fertilizer prod-
ucts, and balanced nutrition with micronutrients [217]. While these slow-release fertilizers
improve performance, the use of dilute fertilizers offers a different approach in which nu-
trients are delivered at a controlled rate, and in smaller amounts [198, 218]. This would
enable matching N supply with crop demand. However, substantial additional research into
agronomics and plant nutrition is required to determine the potential of this strategy and
identify the optimal nutrient concentration and application rates. If dilute fertilizers are
applied through fertigation, there is an opportunity to fertilize crops each time they are irri-
gated, controlling exactly the timing of nitrogen addition. Nitrogen-saturated biochar also
holds promise, as these could release nitrogen slowly over the crop growing cycle, more
effectively resisting leaching than solid urea with the added bene t of improved retention
of P and K based fertilizers in the soil through higher ion exchange capacity [188]. If the
nitrogen content was well known it would also provide an advantage over manures where
guanti cation of nitrogen content presents a challenge for nutrient management [211]. In
addition to improved nutrient management, dilute fertilizers are inherently safer since they
will be less corrosive and more dif cult to convert into explosives. These factors suggest
that further research into the utility and effectiveness of dilute fertilizers is relevant to the

eld of solar fertilizers.

2.4 Solar Fertilizer Production Processes

The prospect of solar fertilizers shares much with the well-studied approaches to solar hy-
drogen and solar fuel production. For example, both require photon absorption, catalysts
for the reaction, ef cient transfer of energy from the absorber to the catalyst, and materials

that are stable under operating conditions. However, there are also some key differences

34



Figure 2.5: Solar energy is captured via solar panels and/or photocatalytic particles, gen-
erating an electrical driving force V. This drives a (photo)electrochemical reaction con-
verting molecular dinitrogen to xed nitrogen products including ammonia and nitrates in
agueous solution. Fertilizer can be produced by separating the xed nitrogen products by
adsorption onto solid carbon or concentrating via passive evaporation.

since solar fertilizers must integrate with agricultural infrastructure, and the products are
different in their chemistry and application. In this section we examine three key aspects
of solar fertilizer process design: solar capture, reaction and catalysis, and separations,
depicted schematically in Figure 2.5. We focus primarily on aspects unique to solar fer-

tilizers, and refer to numerous reviews on solar fuels and solar chemicals for additional

considerations [219, 36, 220, 38, 40].

2.4.1 SolarCapture

The solar fuels community has identi ed two basic strategies for conversion of solar to

chemical energy: direct capture of photons through photochemistry (photocatalysis), or
indirect capture through photovoltaics coupled to electrochemistry (PV-electrolysis)[219,

220]. Photoelectrochemistry, whereby electrical bias is applied during solar capture rep-
resents a third hybrid (indirect+direct) approach for solar-fuel production. There has been
considerable debate and analysis regarding the ef ciency of each approach for fuel produc-
tion [40, 221, 39, 222], and while there is no clear consensus, indirect capture has received
considerable attention for the production of hydrogen. This has largely been driven by the

goal of maximizing solar-to-hydrogen ef ciency, and the target of 20% ef ciency has been
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achieved by multiple systems [223, 224]. Solar fuels technologies are typically envisioned
to operate at large scales in relatively centralized industrial production facilities [38]. Yet,
in the case of solar fertilizers there is a strong motivation for technologies that operate in
decentralized locations or at an agricultural site as discussed in Sec. 2.2. Indirect solar
capture requires a relatively high level of technological sophistication since solar capture
arrays, electrochemical reactors, and associated electrical connections and controls must
be maintained, and the resulting xed nitrogen products must be separated from the elec-
trolyte. Furthermore the low areal energy density of photovoltaics [154] coupled with the
need for separate solar capture, fertilizer synthesis, and separations facilities will lead to a
relatively large footprint for indirect capture. This suggests that PV-electrolysis approaches
are best suited to semi-centralized solar fertilizer production, or on-site production at large
farms in developed regions (see Sec. 2.2). Nonetheless, photovoltaic technology is well-
established, and ef ciencies of 10-20 % are typical. This leads to a required electrical-to-
ammonia ef ciency of 1% (see Sec. 2.5), which is relatively low and has been reported
at the lab scale for state-of-the-art ammonia electrocatalysts [225, 226, 43, 227, 33]. Fur-
ther, electrochemical fertilizer production can be integrated with an electrical grid (though
the fertilizers resulting from grid-based electricity cannot technically be considered “solar
fertilizers”) or battery system, providing reliable yields even in periods of no sunlight. The
use of high current densities can also enable the production of higher concentrations of
xed nitrogen. In addition, electrochemical technologies have been demonstrated at scale,
including the chloroalkali process, water hydrolysis, and hydrogen fuel cells [228, 229,
230], and many of these technological developments could be applied to semi-centralized
solar fertilizer production processes.

The alternative approach of direct capture and photocatalytic conversion through a sin-
gle material or integrated device has also been explored for solar fuel production [40, 39,
36], and some technoeconomic analyses suggest that particle bed photocatalytic systems

will lead to the lowest costs, although the potentially explosive product mixtures present
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technical challenges [36]. In the case of solar fertilizers this safety concern is alleviated
since low-concentration products are expected (see Sec. 2.3). Direct solar capture sys-
tems contain few if any moving parts, driving down the expected costs of maintenance and
installation and making them better suited for decentralized fertilizer production at small
scale farms in developing regions. However, production rates in direct capture are directly
proportional to the solar ux, leading to uncertainty in production capacity. This uncer-
tainty can potentially be mitigated through storage, though this will increase the footprint
of the solar fertilizer production process, and/or by identifying regions where the solar ux

is high such as sub-Saharan Africa or India (see Figure 1.2). Another challenge is that the
highest reported ef ciencies for direct photocatalysis are relatively low (0.1 %, see Figure
2.6). In general, the materials constraints for direct capture are more stringent since the
same material must act as an absorber and a catalyst, or the interfaces between the two ma-
terials must be carefully engineered [40]. The constraints are even more severe when cost
is considered, since materials containing rare elements or requiring expensive processing
are unlikely to be viable in a low-cost design. However, many reported catalysts are based
on earth-abundant materials such as,[i@ FeOs [70, 231, 28], and required ef cien-

cies are expected to be 1% (see Sec. 2.5), indicating that inexpensive, low-ef ciency
photochemical reactors similar to those used in air puri cation may be viable [232, 233,
234].

In the case of direct solar energy capture, the band gap and band edge alignment of the
material must be optimized along with the catalytic performance. The optimal band align-
ment will depend on the absorber con guration (single vs. dual) and the over-potential re-
quired for the oxidative and reductive half-reactions. Substantial effort has been dedicated
to the question of optimal band con guration for solar fuel production, resulting in several
modeling frameworks [235, 236]. These tools can be easily adapted to optimize band con-
guration and identify performance limits for solar fertilizers [28]; however, knowledge of

the half-reactions and catalytic over-potentials is required. There are still open questions

37



regarding the relevant half-reactions and catalytic mechanism for photocatalytic nitrogen
xation (see Chaptes 4 and 6) [140, 28]. Resolving these fundamental questions is of criti-

cal importance for the practical optimization of solar fertilizer technology.

2.4.2 Separations

The chemical separations required to generate reactants and convert the ef uent of a re-
action to a fertilizer are also of critical importance to advance solar fertilizer technology.
In the case of solar fuels this is less critical, since many fuels like hydrogen are gaseous
and easily separable. Some work has also reported the production of gas-phase ammonia
[237, 238, 29], but many electrochemical techniques use aqueous electrolytes. Ammonia,
nitrates, and urea are all highly water soluble, creating a challenge in separating or con-
centrating the product. Further, if the process is not resistant to oxygen or other common
environmental contaminants then an air separation or puri cation unit will be necessary. In
addition to the chemical separation it may also be necessary to separate the catalyst from
the solution, for example in the case of slurry photoreactors. These separations are a critical
consideration for decentralized fertilizer production since high capital investment and ex-
pert operation may be required, which would not be feasible at the scale of a small or even
a relatively large farm (see Sec. 2.2). We brie y discuss the key separations challenges for
solar fertilizers: separation of nitrogen from air, upgrading the concentration of products,
separation of products from the electrolyte, and separation of the catalyst from the elec-
trolyte. The possible application of absorption, distillation, and/or membrane separation
technologies are considered for each case.

Many photo- and electrochemical processes for nitrogen xation are based on a pure
nitrogen feedstock. For example, oxygen has been shown to inhibit photocatalytic nitrogen
xation over the commonly-used TiQcatalysts [59], and high-purity nitrogen is typically
used in electrochemical tests [43, 238, 239]. The need for air separation presents a critical

challenge for farm-scale fertilizer production. The most common air separation processes
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are based on cryogenic distillation, which is energy intensive (6.9 kJ mt){240] and
requires signi cant scales>( 230 kg-N h 1) [241]. Cryogenic separation units typically
account for up to 25% of the capital for a Haber-Bosch ammonia synthesis facility [12],
and would not be economically feasible, even at the scale of a large farm, suggesting that
semi-centralized production is the most viable production scenario if high-purity nitrogen
is required. Other air separation technologies such as pressure-swing adsorption and mem-
brane separations are more viable at smaller scales, but the purity of the resulting nitrogen
is typically lower [242]. The need for air separation will likely be the limiting factor for
decentralizing solar fertilizer production. Hence, the development of processes that are di-
rectly compatible with air or low-purity nitrogen is an important but relatively unexplored
research direction.

The concentration of xed nitrogen in the product stream may also need to be upgraded
to produce viable fertilizer products. Solar fertilizer products are generally expected to be
more dilute, as discussed in Sec. 2.3. Nonetheless, strategies to separate or concentrate the
xed nitrogen product may be required even for dilute fertilizers, particularly if produc-
tion is semi-centralized. Separation of aqueous ammonia is challenging due to the strong
hydrogen bond between water and ammonia, and is complicated by the effect of pH since
ammonia is more soluble in acidic solutions [243]. Most research in separating ammonia
from water has been in the eld of wastewater treatment where steam stripping from basic
solutions has been shown to ef ciently remove trace ammonia, with some research being
done on membrane separation systems [244, 245, 246]. However, these processes are opti-
mized to reduce ammonia concentration rather than increase it, and are capital and energy
intensive. One possibility to concentrate ammonia is to capture energy from the infrared
region of the solar spectrum and use the resulting heat for passive distillation. This would
be inexpensive, but the resulting nitrogen content would likely remain relatively low. An-
other possibility is the production of gas-phase ammonia or use of a carrier gas. Capture

of ammonia from the gas-phase can be achieved with acidic liquids both at the lab scale
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[243] and at the industrial scale [245]. These processes have their drawbacks, with lab scale
acid traps using dilute acids and being specialized for holding small amounts of ammonia,
emitting 20-30% of ammonia passing through them[243]. At industrial scales, 98% sul-
furic acid is used to absorb ammonia from carrier gases, producing a solution that is 30%
ammonia. These processes are well-established, but would introduce the requirement of
removing the ammonia from the sulfuric acid, introducing additional unit operations and
increasing the cost of the process. [245] Further investigation of these systems is needed
to assess their viability in solar fertilizer processes. An alternative approach is the use of
adsorption for separation, which may be viable for either gas-phase or aqueous ammonia.
This is particularly promising if the adsorbent itself acts as a part of the fertilizer, for exam-
ple if biochar is used as an adsorbent as discussed in Sec. 2.3. This removes the need for
an energy-intensive desorption cycle, although it is critical that the absorbent release nutri-
ents when placed in the soil. Ideally, the need for upgrading can be mitigated by discovery
of catalysts that are both active and selective for nitrogen xation, and through design of
processes that result in ef uents with high concentrations of ammonia or nitrates.

Another consideration is that photo-electro-chemical processes often require electrolytes
to provide electrical conductivity and control the pH. For example, some of the highest re-
ported electrochemical ammonia formation rates are based on Li-based electrolytes [43].
While the effect of electrolytes on plant growth is unknown, the role salinity plays in soll
science is well documented and suggests salinity of fertilizers should be minimized [247].
Furthermore, electrolytes that contain metals such as Li are costly, indicating that separa-
tion of electrolytes may be required. This could potentially be achieved relatively ef ciently
via precipitation or membrane-based separation processes, though electrolyte recovery has
not been studied in this context. An alternative approach is to seek electrolytes that are
abundant and non-toxic, such as NaCl, or utilize electrolytes such as KOH ahtiN3,
that provide an additional source of P and K nutrients, although this would require that these

compounds are available which may present a challenge. Research into the role of elec-
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trolytes and pH on soil fertility and plant nutrition can identify optimal or acceptable ranges
for dilute aqueous fertilizers. This will enable design of photo-electro-chemical processes
where electrolyte selection minimizes or removes the need for additional separations.

The nal role of separation is extraction of the catalyst from the electrolyte. This is
only required in the case of particle slurry photocatalytic reactors, or homogeneous photo-
electro-catalysts. Membranes or sieves present an ef cient opportunity for removing cat-
alyst particles, since the size of particles will be substantially larger than the molecules in
the electrolyte, reactants, or products. Another possibility is to separate the xed nitrogen
products directly from the electrolyte via adsorption, effectively immobilizing the products
on the absorbent. In the case of homogeneous catalysts, the removal of the catalyst is sub-
stantially more challenging. Separation of homogeneous catalytic complexes has been the
subject of research in many other contexts. These separations are particularly challenging
due to the temperature sensitivity of homogenous catalyst complexes, meaning distillation
is not a feasible option [248]. Thus, they generally require sophisticated processes that are
speci ¢ to a particular catalyst such as adsorption columns, liquid-liquid extraction, and
nano- ltration [249]. The need for this separation can be mitigated by reactor designs with

supported catalysts, and the use of solid catalyst materials.

2.5 Preliminary Performance Targets

There has been a substantial recent increase in photo-electro-chemical nitrogen xation re-
search, yet there are no clear targets for how ef cient these processes need to be to enable
practical impact for fertilizer production. Further, the metrics typically used to assess the
performance of catalytic materials are not standardized or clearly linked to solar fertilizer
yield. Substantial effort was devoted to identifying standardized tests and benchmarking
procedures for photo-electro-catalytic water splitting [250, 251, 252, 253, 254, 255], many
of which are relevant for solar fertilizers. In this section we propose several metrics that

capture the photon absorption, reaction, and separation performance: solar-to-chemical
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conversion ef ciency, nitrogen xation rate, energy per nitrogen xation, energy per utiliz-
able nitrogen, and time required to establish a 100 ppm solution. Performance targets for
these metrics are identi ed, and relevant testing conditions such as solar spectrum, operat-
ing current density, oxygen content, and nutrient concentration are discussed. These targets
are not meant to be authoritative, but rather provide guidelines for catalyst development and
fertilizer testing. While the targets are identi ed with photo-electro-chemical processes in
mind, some may also be applicable to other alternative approaches for nitrogen xation
such as chemical looping, plasma catalysis, or bio-engineering.

Assessing the photon absorption performance in the case of direct absorption and pho-
tocatalytic conversion is best assessed by the ef ciency of converting solar energy to the
chemical energy of the nitrogen nutrients in the fertilizer. The chemical energy of nutri-
ents varies between ammonia, nitrates, and urea, and the required nutrient load also varies
depending on the crop and agricultural region, making it dif cult to identify an exact tar-
get for solar-to-chemical conversion ef ciency. An order-of-magnitude estimate for the
areal energy density required for fertilization is obtained by assuming the average nutrient

density of 100 kg-N ha' yr ! is provided by ammonia-based fertilizers:

Ko 10° molyy 667 kJ 1 ha 1 yr mwW
1001 = s — = L =754— (21
0 hayr 14 kg 2 molyy, 10°m? 3:15e7s ° m?2 (1)

Converting this to ef ciency also requires assumptions about the solar ux and amount
of arable land dedicated to solar capture. A prior initial estimate of 0.1 % solar-to-ammonia
ef ciency was obtained assuming 50 kg-N/ha, 8 hours of full sunlight per day at 1000 W
m 2, and 1% of arable land dedicated to solar capture [28]. Data on actual average daily
solar uxes reveals that they vary from 120 - 280 W/depending on latitude [154] (see
Figure 1.2), and there is also considerable variability in the nutrient load required, ranging
from 15-200 kg-N m? depending on a myriad of factors including crop and soil type

[161]. The amount of land that farmers are able to dedicate to solar capture will also likely
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vary depending on region, and has not been studied. Based on these estimates the required
solar-to-ammonia ef ciency may range from 0.05 - 1.25 % depending on solar ux and
required nutrient load. These estimates assume that 1% of arable land is dedicated to solar
capture, and will vary linearly with the percentage of land available, as illustrated in Figure
2.6. We propose that 1% is a relatively conservative number, corresponding t 1@0'm
or roughly 6 typical solar panels per hectare.

The solar-to-chemical conversion ef ciency is a critical metric for assessing the viabil-
ity of solar fertilizer catalysts, but it is not always reported. However, solar-to-ammonia
ef ciencies as high as 0.1% have been reported for graphitic carbon nitride catalysts with-
out the use of sacri cial reagents [256], suggesting that the target of 100 kg-N/ha can be
achieved with< 10% of land dedicated to solar capture in regions with high solar ux such
as sub-Saharan Africa (Figure 2.6). In the case of photocatalysis the solar-to-chemical

conversion ef ciency can be computed as:

G Chutrient Vsol
rant r::trlent SO (22)
Aium o s(t)dt

scc —
where scc Is the solar-to-chemical conversion ef ciency for a solar fertilizer celG,«,
is the reaction free energy to form the nutrient product (typically ammo@i@}ent IS
the molar concentration of the nutrient at the end of the experinvgtis the volume of
solution at the end of the reaction,, is the total time of the experiments is the solar
ux, and Ayum is the cross sectional area exposed to light [250]. The solar-to-ammonia

ef ciency of electrochemical processes is not directly measured, but can be estimated based

on the electrical energy conversion ef ciency:

G rxn F

_— 2.3
Uapp F ne ( )

EEC —

where ¢ is the Faradaic ef ciencyJay, is the applied voltagéd; is Faraday's constant,

andn, is the number of electrons in the reaction. Based on currently-reported overpoten-
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Figure 2.6: The solar-to-chemical conversiogdc) ef ciency (Eqg. 2.2) vs. the percent-

age of land area required to achieve a target nutrient concentration. The highest reported
ef ciencies for photochemical [256] and electrochemical [43] systems are plotted for refer-
ence. The yearly average solar constant for a 24 hour period was assumed to be 260 W m
Error bars show deviations in the average solar constant® W m 2. 50kg-N ha? is

the global average N loading, 100, 166, and 250 kg-N-mapresent the suggested loading

for rice (NE China) [257], potatoes (Mediterranean) [258], and wheat (France) respectively
[259]

tials for the oxygen evolution reaction, Suryanto et al. proposeUfat= nrr + 1:8V

where \rr is the overpotential for nitrogen reduction. [148] This metric can be multiplied
by the ef ciency of solar photovoltaics (20%) to obtain a solar-to-ammonia ef ciency.
The highest reported energy-to-ammonia ef ciency for an electrocatalytic process is 5.25%
[43], corresponding to a solar-to-ammonia ef ciency of approximately 1%. Figure 1.2 sug-
gests that in this case1% of land is needed to obtain 100 kg-N/ha. These promising
metrics suggest that practically relevant solar-to-chemical conversion ef ciencies are likely
attainable for both direct and indirect photo-electro-chemical nitrogen xation.

The rate of nitrogen xation is related to the ef ciency through the current at an applied
voltage for electrochemistry, or the formation rate for a given ux of photons for photo-
chemistry. The rate is a commonly reported metric for catalyst performance; however, there
are no standards for how the rate is normalized. For electrochemical nitrogen xation the
rate is proportional to the current and Faradaic ef ciency toward xed nitrogen products.

In the case of nitrogen reduction, the Faradaic ef ciency typically depends on the applied
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potential, and decreases at high current densities, such that there is an optimum operating
potential. This leads to rates and ef ciencies that are reported at different operating po-
tentials for different catalysts, so ammonia yield at the optimum operating potential is a
useful metric for comparison. As recently pointed out by Suryanto et al., it is also critical
to normalize yield or current to the geometric surface area of the electrode, since this will
determine the size of the electrode assembly [148]. A detailed technoeconomic analysis is
needed to determine a viable electrode size per hectare, and the results will likely depend on
the speci c agricultural scenario, as discussed in Sec. 2.2. However, a recent DOE report
estimated that a 10 kW hydrogen fuel cell system will have an active electrode surface area
of 1.44 nt [260]. Assuming a similarly-sized cell stack can be dedicated to a single hectare
leads to a target current density of 5 mAk(7 10 ° molyy, cm 2 s 1), corresponding
to 109 kg-N per hectare per year. This represents an optimistic goal, given that the cost
of 100 kg of N is approximately $55 in developed countries (see Sec. 2.2). This suggests
that the equivalent ammonia synthesis cell stack would need to be much cheaper than the
proton exchange membrane cells used for hydrogen conversion. Moreover, the target of
5 mA/cn? is substantially higher than most reports where the largest current densities are
below 1 mA/cn? [43, 23]. This highlights the importance of improving the catalyst perfor-
mance and engineering low-cost electrochemical cells to make solar-driven electrocatalytic
nitrogen xation viable. However, this estimate is stillLOO times lower than the DOE tar-
get rate for fuel applications [23], indicating that fertilizers provide a more attainable goal.
Photochemical rates also suffer from a lack of standardization, and are often reported
as mass of ammonia per unit-mass of catalyst. Key quantities such as catalyst loading and
illumination area are needed to effectively compare the rates, yet these are not always re-
ported. In the case of photochemical nitrogen xation, the rate normalized to illumination
area is critical, and will be proportional to the solar-to-chemical conversion ef ciency. Ad-
ditionally, photocatalytic experiments should be performed and reported without the use

of sacri cial reagents, even if experiments with their use are also reported. Similar to the
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case of electrochemical conversion, determining an exact target rate will require a more
thorough technoeconomic analysis. However, an order-of-magnitude estimate can be ob-
tained based on the assumption of 1% solar area capture, or A@@mhectare. The
maximum amount of catalyst is estimated as 100 kg/ha, corresponding to a coating thick-
ness of approximately 250m for a catalyst with a density of 4 g/énfsimilar to titania).

This corresponds to a target rate of 1 g-N per g of catalyst per year, or around|&/hr.

The common practice of only reporting ammonia concentration vs. time, without unam-
biguously specifying the reactor volume or amount of catalyst used, makes it dif cult to
estimate the rate for many reported photocatalysts. The rate corresponding to 0.1 % ef -
ciency is estimated as 2anol/g/hr, suggesting that photocatalytic rates and ef ciencies are
approaching targets that may enable practical implementation.

An alternative approach to comparing catalyst performance across different reactions
and photo-electro-chemical approaches is quanti cation of the energy input required to
produce one mole of xed nitrogen product. This metric is more appropriate for solar
fertilizers since, unlike fuels, the energy content of the resulting product is not related to
its performance as a fertilizer. In the case of solar fertilizers the molar energy density is
closely related to the ef ciency:

G

E = (2.4)
scc

where g is the molar energy density andGy, is the free energy of reaction for the xed
nitrogen product (e.g. ammonia). This metric can be directly compared between various
xed nitrogen products such as ammonia, nitrates, urea, or others. The metric also per-
mits comparison between different approaches to nitrogen xation such as thermochemical
looping or plasma-induced nitrogen xation. For example, the energy requirement for
Haber-Bosch with hydrogen from water electrolysis is 566 kJ m{84]. For ambient
conditions with agueous electrolytes, the best reported electrocatalytic, photocatalytic, and

plasma-induced molar energy densities are 6460 kJ 1j4B], 3.39 1¢° kJ mol * [256],
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Table 2.1: Summary of energy density required for nitrogen xation by various methods,
assuming water as a hydrogen source.

Process Lowest energy density (kJ/mol-N) Reference
Electrocatalytic 6.4610° [43]
Photocatalytic 3.3910° [256]
Plasma 1.3910° [25]
Haber-Bosch 5.6610° [184]

and 1.3910° kJ mol ! [25] respectively (see Table 2.1). Recently, it has been suggested
that the molar energy density of a solar fertilizer should be competitive with the molar
energy density of the Haber-Bosch process for solar fertilizers to be viable [148]. This as-
sumes that the energy costs are similar in both cases, and that the ultimate price of fertilizer
is primarily determined by the energy costs. However, the goal of solar fertilizers is to
capture latent solar energy that has no inherent cost, and the analysis in Sec. 2.2 highlights
the importance of transportation costs for fertilizer prices. Processes with higher molar en-
ergy density will certainly have higher capital costs, and this will likely become prohibitive

for indirect approaches, where both photovoltaics and electrochemical cell stacks must be
purchased. However, direct photocatalytic processes can be far simpler. For example, in
the case of a batch process similar to solar water disinfection [181], the primary cost would
be directly related to the catalyst material. If the catalyst is an earth-abundant material the
cost may be extremely low, and processes with substantially higher molar energy densities
than Haber-Bosch may be viable. In this best-case-scenario, the target can be estimated
based on the necessary nutrient density and solar ux. A preliminary target corresponding
to 100 kg-N halyr * at 200 W m ? illumination and a 1% solar capture footprint is 8.83

10* kI mol 1.

The prior analysis indicates that the best-reported electrocatalytic ef ciency meets the
target for solar fertilizers, which suggests that energy ef ciency for the chemical transfor-
mation of atmospheric nitrogen may not be the limiting factor. However, this only covers
the ef ciency of the photon capture and reaction steps (see Sec. 2.4). The rate and yield

must also be considered to determine capital investment, as discussed in previous para-

47



graphs. Moreover, the high-ef ciency processes reported use pure nitrogen as a feedstock,
and the ef uent of the electrochemical system contains a lithium-based electrolyte, mean-
ing that they are unlikely to be economically viable for solar fertilizer production. It is
important to consider the energy required for both upstream and downstream separations
needed to generate feedstocks and convert the ef uent of the process into a usable fertilizer,
as well as any energy inputs into the process itself (e.g. heating for high temperature pro-
cesses). This energy will vary considerably based on the details of the process, and has not
been reported for any photo-electro-chemical process. We propose the metric of “energy
per utilizable nitrogen” as highly relevant for assessing a solar fertilizer process, particu-
larly if all of the energy is expected to come from solar capture. The molar energy density
per xed nitrogen represents a lower limit of the energy per utilizable nitrogen, and the
energy per utilizable nitrogen is an upper limit on the amount of energy required from solar
sources. Hence, these two metrics together provide signi cant insight into the viability of

a solar fertilizer process. Based on the preceeding analysis an energy dif@.83mol *

should be considered a target for energy per utilizable nitrogen, rather than a target for mo-
lar energy density. In practice, precise estimates of energy per utilizable nitrogen may be
very dif cult to obtain due to the complexity and uncertainty in upstream and downstream
processes. Nonetheless, researchers in the eld can use the concept along with order-of-
magnitude estimates to assess the potential viability of a photo-electro-catalytic process for
solar fertilizer production.

Another practical consideration is the time required to generate the solar fertilizer prod-
uct. This is typically quanti ed by the chemical engineering concepts of residence time or
space velocity. These quantities are related to the rate and ef ciency, but will also provide
a measure of catalyst stability and activity under realistic operating conditions where the
nutrient concentration is high. Based on prior fertigation studies, we propose that 100 ppm
of xed nitrogen is an appropriate initial target for ammonia concentration in aqueous fer-

tilizer solutions [204]. Keeping the nutrient concentration target of 100 kg-N per hectare
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per year corresponds to a volumetric ux of around 150 liters of aqueous fertilzer solution

per hour for one hectare of arable land:

kgv  10° moly 1 yr 10 moly,o 1 L L
10— ——— T =147 —— 2.5
hayr 14 kgn 8760hr 100 moly 554 moly,o hr:ha (2.5)

Converting this volumetric ux to a space-time requires the volume of the reactor. In the
case of photocatalysis the reactor area is given roughly by the solar capture area, which
will be 100 n? ha * assuming 1% of land is dedicated to solar capture. The reactor height
will be determined by the optical penetration, which depends on the catalyst loading and
scattering properties. However, a depth of 1-10 cm is reasonable, yielding a reactor volume
of 1000 - 10,000 L ha' and a residence time of around 7 - 70 hours. In the case of electro-
chemical conversion the reactor volume will be independent of solar capture area, and will
likely be smaller in general. Given the dependence of residence time on reactor design,
the volumetric ux per illumination area provides a better metric for comparing process
performance. Assuming that 1% of land will be used for solar capture and converting the
volumetric ux from 147 L hr * ha ! to more convenient lab-scale units yields a target
volumetric ux per illumination area of 150 L cm, 2 hr 1. The volumetric ux per

illum

illumination area measured from experiment can be computed with the following formula:

errtilizer
= rulizer 2.6
Qfertlllzer trxn Aillum ( )

whereQsertiizer 1S the volumetric ux per illumination aredferiizer IS the volume of the

ef uent with suf cient nutrient concentration to be a fertilizer after the experiment (sug-
gested initial target is 100 ppm), and all other variables are de ned in Eq. 2.2. While
this equation only applies directly to photocatalysis it can also be adapted to electrocatal-
ysis by estimating the area of conventional photovoltaics needed to provide the electrical

energy and substituting this Agum - This will depend on the overpotentials of both half-
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reactions, as well as the area of the electrode and Faradaic ef ciency:

i Vapoli
Rigm = —2 ( apgheol) (2.7)
PV F solar

where Ayum Iis the effective illumination areayy , is the current producing ammonia,
Vapplied 1S the applied potential (including both reductive and oxidative overpotentialg),

is the photovoltaic cell ef ciency (typically 20%),r is the Faradaic ef ciency toward
ammonia, andsy s IS the solar ux (typically 300 W m?). For example, assuming the
target current density of 5 mA cm, a Faradaic ef ciency of 10% at an overpotential of
1.15 V for nitrogen reduction [43] and 0.45 V for OER yields an effective illumination area
0f 23 CMMfium CMygcirode-

The volumetric ux is not currently reported for any photo-electro-catalytic nitrogen
xation experiments, and cannot be calculated since reactor volumes are not typically re-
ported. It is expected that the relatively large reactor volumes used in most experiments
prevents the concentration from ever reaching the target of 100 ppm, and most reported
concentration are in themolar regime [59, 28]. However, specialized reactor designs with
higher surface area to volume ratios may enable experiments where the volumetric ux
can be measured; a similar strategy enabled measurement of minor products for electro-
chemical CQ reduction [261]. Another advantage of this type of experiment is that the
relatively large resulting ammonia concentration will overcome the many issues with am-
monia quanti cation [145, 146, 144, 147, 148], and should even be qualitatively detectable
by odor. Demonstrating the production of a prototype solar fertilizer, even at a very small
scale, represents an important step toward solar fertilizer development.

Finally, we note that it is also important to report and control the conditions under which
the metrics are measured. Some key variables are the type of illumination, the atmosphere
or reactants used, the properties of the electrolyte or solution used. For photo-electro-

catalysis solar ef ciency should be measured with an AM1.5 solar simulator rather than
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xenon or mercury lamps with high UV content [262], which is standard in the photovoltaics
community. We also propose a “standard atmospheric” test for photocatalysis where the
reaction is run in air with distilled water. This standard test will provide an important con-
trol experiment, can act as a common reference for comparing the performance of various
photocatalysts, and will provide an estimate of the “energy per utilizable nitrogen” since
no upstream or downstream processing would be required. In the case of electrochemistry
it is more dif cult to prescribe a standard test since electrolytes are always required and
have been shown to have a considerable effect on nitrogen xation activity [43, 263, 264,
147]. However, it is still useful to consider the robustness of the process to air, and we
recommend reporting the activity with air as a feedstock to assess the need for upstream
air separations. Assessing stability and measuring turnover number has also been identi-
ed as an important metric that will help establish how robust catalysts are under operation
[148]. Another critically important consideration is the standardization of how nutrient

concentrations are measured.

2.6 Conclusions

Solar fertilizers present an exciting opportunity to directly capture diffuse solar energy and
convert it to chemical energy that can be applied at or near the point of production. The
technology falls at the complex nexus of energy and agriculture. Substantial additional
research is needed to establish the most promising approaches and to demonstrate the tech-
nology. This work grapples with some initial considerations from the perspective of agro-
nomics and photo-electro-chemistry and identi es some preliminary strategies that will aid

in the development and deployment of solar fertilizer technologies. Several scenarios for
decentralized fertilizer production are presented and the potential social, economic, and
technical advantages and disadvantages are discussed. The key technical needs for solar
fertilizer production are identi ed as solar capture, reaction, and separation, and some pos-

sible strategies and considerations are presented. Speci c metrics and testing conditions
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are identi ed, along with targets that may enable solar fertilizer technology. The metrics
and considerations presented draw on a range of expertise in the diverse elds of agro-
nomics, photo-electro-catalysis, chemical separations, and process systems engineering,
and provide a starting point for further development of solar fertilizer technologies. There
are many possible routes forward for this nascent eld, and identifying the most promising
will require a diverse range of technical, social, and economic considerations. However,
the vast potential impact of solar fertilizers on the growing problem of world hunger makes

this challenging endeavor worthwhile.
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CHAPTER 3
OVERVIEW OF THEORETICAL METHODS

Atomic level study using computational chemistry methods will allow us to isolate sur-
face environments and test hypotheses at the molecular scale. This can help clear up the
ambiguity of the experimental literature. However, there are signi cant challenges to mod-
eling the geometric and electronic structure of 7i@s well as treating the excited states
inherent in photocatalysis. Among the most dif cult of these is the wide range of differ-
ent catalyst phases and surfaces. Most studies utilize a mixed phase of two polymorphs
of TiO,: anatase and rutile. Studies often use powders rather than pure crystal faces, with
dopants which alter their electronic band properties, further convoluting the process. This
massively increases the complexity of understanding the surface chemistry. In general,
computational catalysis relies on modeling ideal crystal faces, occasionally examining step
sites and defects, so these complex phases present a serious impediment. Nonetheless, in-
sight can be gained from studying the pure crystal phases and lower index surfaces, but
non-ideal systems must also be considered. Even with the correct active site mogéd, TiO
also quite dif cult to treat in electronic structure calculations, with results depending heav-
ily on the methods used [84]. Thus methods must be employed to quanitfy the uncertainty

in our calculations based on methodology.

3.1 Density Functional Theory

To gain a theoretical understanding of the system, we will employ density functional the-
ory (DFT). DFT is an approximate method based on the rst and second Hohenberg-Kohn
theorems and implemented with the Kohn-Sham equations [265, 266]. DFT can provide an
atomistic view on the surface intermediates and activation barriers that ultimately control

the rate of reaction. It has been shown to yield adsorption energies with an average ap-
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proximate error of 0.2eV [267]. We will primarily use theory at the generalized gradient
approximation (GGA) level of theory, and more speci cally we will use the Bayesian error
estimation functional (BEEF-vdw). The reason for this choice of method is its speed rel-
ative to higher level methods. BEEF-vdw has many advantages over the more commonly
used Perdew—Burke-Ernzerhof functional [268] (PBE). Chief among them is its ability to
produce an ensemble of values for the electronic energy based on an ensemble of function-
als. The ensemble is designed to recreate the error in the experimental energy values on
which the functional was t. The error bars throughout this proposal represent one standard
deviation of these ensembles. These error bars can also be thought of as the range of values
you would expect to get from different GGA functionals. This will allow us to deal with

the dif culty of modeling the electronic structure of T@&s it will give us an idea of how
sensitive our results are to changing our methods. Calculations will be performed in the

plane wave code Quantum Espresso [269], along with a periodically repeating slab model.

3.2 Surface Phase Diagrams

Error estimation was also implemented in the phase diagrams in Section 4.1 and Section

6.3. The probability of a species existing on the surface was calculated using the following

equation:
I
1 X exp(i
L exple)

whereP; is the probability of specigison the surface given DFT uncertain@, is the
free energy of speciegscomputed from energly of the BEEF-vdW ensemblé is the
number of total species considered, ahds the total number of energies in the BEEF-
vdW ensemble (2000). This is equivalent to the average surface coverage from a ensemble

of phase diagrams generated from the energies of the BEEF-vdW ensemble.



3.3 Thermodynamic Corrections

Since DFT implicitly calculates energies at OK in a perfect vacuum, we must add thermal
corrections and zero point energy (ZPE). For all structures we will perform a vibrational
frequency calculation using a nite difference method implemented in the Atomic Sim-
ulation Environment (ASE) [270]. The vibrational frequencies will be used to add ZPE
and statistical mechanics to add the effects of elevated temperature and pressure. We will
use the ideal gas approximation for gas phase species and harmonic oscillator for surface
species. We enforce a low frequency cutoff for 33 épsetting all all frequencies lower

to the cutoff value. This is to account for the translational modes of the adsorbates on the

surface and avoid diverging entropies due to the harmonic approximation.

3.4 Photoelectrochemistry

In addition to modeling the electronic structure and thermal behavior of the system, we
must model the photoexcited electrons and holes. This cannot be done easily within the
framework of DFT; requiring formalisms like time dependent DFT which are prohibitively
expensive. To avoid this, we will assume that charge transport is independent of surface
kinetics, and that electric eld effects are negligible. Ngrskov et al.[271, 143] provides
a model for implementing these assumptions to which we adhere, commonly called the
computational hydrogen electrode model (CHE). This model has been used extensively in
the water splitting [272] and COreduction [273] and Bl reduction literature [57]. The

CHE model, originally designed to treat electrochemisty, sets the free energy of hydrogen
splitting, reaction 3.2, to zero at a potential of zero. Additionally, the energy of each state
involving the addition of an electron is varied by an energgldf whereeis the fundamen-

tal change andl is the potential relative to this zero point (Equation 3.3). The potentials of
excited electrons and holes are evaluated at the band edge potentials of the given material

as reported in the literature [274]. The CHE model sets zero volts to the same value as the
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reference hydrogen electrode (RHE), and thus conceptually equivalent to RHE [273]. We
also neglect solvent effects, restricting our analysis primarily to gas phase systems. Given
that DFT is best suited for treating gas phase systems, this is an obvious starting point.
While these assumptions do not capture the full complexity of photocatalytic systems, they
allow us to tractably work around the main dif culties and provide insight that is valid in

well-de ned limits.

“H,! H' +e (3.2)

NI -

G= G+eU (3.3)
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CHAPTER 4
ANALYSIS OF MECHANISM ON RUTILE (110)

To understand the mechanism of Mduction on the rutile Ti@surface, we must closely
examine the thermodynamics of adsorbed states. In this chapter we utilize simple models
to establish the feasibility of various hypotheses. The study of photocatalytic nitrogen
xation on TiO; is carried out using DFT calculations to provide molecular-scale insight
into the thermochemistry of adsorbed intermediate states. Computational investigations of
photocatalysis on Ti@are dif cult due to the complex nature of photocatalytic interfaces
[275, 143] and the electronic structure of Bi(®276, 77]. The energetics of adsorbed
species are computed under ideal gas-phase conditions (e.g. solvent effects, electric eld
effects, and coverage effects are neglected) and it is assumed that excitation and charge
transport are decoupled from the electrochemical reactions, enabling the use of the CHE
approach [272, 273, 143, 275]; all voltages are relative to the computational hydrogen
electrode (CHE) unless otherwise stated. It should be noted that potentals relative to CHE
are conceptually equivalent to those referenced to the reference hydrogen electrode (RHE.)
To treat the electronic structure the generalized gradient approximation (GGA) with van der
Waals (vdW) level of theory is used. The use of the Bayesian error estimation functional
[267] (BEEF-vdW) provides error estimates that quantify uncertainty in order to assess
the sensitivity of conclusions to the error due to the GGA approximation; more details
are provided in Chapter 3. This approach is used to test four hypotheses, as discussed in
the following sections: i) photocatalytic nitrogen xation rates are greater in the gas phase
than the aqueous phase ii) rutile (110) is an active surface for nitrogen reduction iii) oxygen
vacancies or Fe substititions on rutile (110) are active sites for nitrogen reduction iv) rutile

(110) is an active surface for nitrogen oxidation and subsequent NO reduction.
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4.1 Nitrogen Adsorption Under Gas and Aqueous Environments

The literature contains examples of experiments done in aqueous solution[132, 59] and hu-
midi ed air [71, 141]. Of these, humidi ed air generally has a higher rate [134]. To better
understand the difference in performance under aqueous and gas-phase conditions ab-initio
thermodynamics [277] have been used to compute surface phase diagrams for rutile (110)
as a function of water and nitrogen chemical potentials. Figure 4.1a shows the surface free
energy (top) and surface coverage (middle) of the reactants available at ambient gas-phase
conditions (HO, N,, O,, OH). The results show that the bare Fifurface is dominant at
gas-phase conditions. The ensemble of energies from the BEEF-vdW functional can be ex-
ploited to evaluate the sensitivity of these coverages to DFT error. The probability analysis
(Fig 4.1a, bottom) suggests that there is a very low probability of having appreciable N
coverage at 100% RH, but under dry conditions there is a probability b®% of having

a N, coverage> 0.25 ML. This suggests that arid environments may favpablksorption,

though it is noted that water also acts as a proton source so nitrogen reduction cannot occur
if the humidity is too low. One interpretation of the surface coverage probability is that
the BEEF-vdW functional is not suf ciently accurate to precisely determine the surface
coverage, though the bare surface is the most likely. Another perspective is to view this
as a sensitivity analysis of coverage with respect to binding energies of competing surface
species. From this view, the results indicate that adsorption sites with slightly higher rela-
tive N, adsorption are likely to have a signi cant,overage under gas-phase conditions.
This could include defect sites or other facets, although the site must have both stronger
absolute binding energies and stronger relative adsorption ®8NH,O. There are likely

sites that satisfy this criterion, but their prevalence must also be considered. Regardless of
the interpretation, the conclusion is that nitrogen coverages are expected to be relatively
low on rutile TiO, (110) which is unsurprising given the inert nature of N

The surface phase diagrams under aqueous conditions (4.1b) indicate that water will be
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Figure 4.1: Surface free energy (a,d), coverage (b,e), and coverage probability (c,f) for
H,0O, N, O,, and OH as a function of D (a-c) and N (d-f) chemical potentials. The rel-
evant water potential under gas-phase conditions (0.035 atm) and nitrogen potential under
aqueous conditions (0.012 atm) are shown by dashed lines in (a-c) and (d-f) respectively.
Graphs a-c use constani Khemical potential set at atmospheric pressure 0ft\B atm)

and d-f use constant water chemical potential set at 100% relative humidityQf IWi-

trogen pressure at aqueous conditions is estimated using Henry's law. The probability of
various coverages (c,f) given the uncertainty in the BEEF-vdW functional is calculated

using Eqg. 3.1.
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the dominant surface species for a wide range ppMssures, with adsorbed Idecom-

ing dominant at approximately 100 atm. In this case the probability analysis indicates that
although the surface coverage of water/hydroxyl is not well-determined by the BEEF-vdW
functional, the probability of a signi cant Ncoverage is negligible at aqueous conditions.
Interestingly, several reports have shown appreciable nitrogen xation rates under aqueous
conditions [132, 59]. The fact that competitive nitrogen adsorption is not favored under
agueous conditions indicates that highly reactive surface groups or defect sites with higher
N, binding energy but low stability may play a role. The nding that nitrogen adsorption is
more favorable in the gas phase suggests that the enhanced photocatalytic activity under gas
phase conditions is due to the improved ability to adsostim\the absence of water. This
intuitive result corroborates previous ndings indicating that a key challenge in photocat-
alytic nitrogen xation is getting N to adsorb [278, 279, 134], and qualitatively explains

the correlation between Npressure and photocatalytic nitrogen reduction activity [134,
280]. The issue of nitrogen adsorption must be addressed in any photo(electro)catalytic
system regardless of reaction mechanism, and will be a fundamental problem for low pres-

sure nitrogen xation processes.

4.2 Thermochemistry of Nitrogen Reduction

The electrochemical nitrogen reduction reaction converts nitrogen to ammonia and occurs
at an equilibrium potential of 0.05 V vs. RHE (Figure 1.5). The proximity of this redox
couple to the hydrogen evolution reaction"(H, at 0 V) makes selective reduction of ni-
trogen to ammonia challenging [57, 281, 41]. Furthermore, the alignment of the rutide TiO
conduction band edge (Figure 1.5) indicates that the available overpotential for nitrogen re-
duction under photocatalytic conditions is relatively lon0(15 V). Nonetheless, selective
nitrogen reduction has been observed on,TpBotocatalysts [71, 141, 134, 132], indicat-

ing that TiG, is capable of dissociating the strong N-N bond more easily than the much

weaker H-H bond. This suggests that identi cation of the active site for photocatalytic
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nitrogen reduction may enable the development of improved nitrogen reduction electro-
catalysts. In this section we hypothesize that the active site is stoichiometric rutile (110),
and examine the binding free energies of intermediates for the dissociative and associative
nitrogen reduction pathways.

The mechanism for thermocatalytic nitrogen reduction (i.e. Haber-Bosch catalysis) is
established as a dissociative mechanism in which the rst step is scission of the N-N bond,
followed by hydrogenation of adsorbed mono-nitrogen [282, 283, 284, 285]; the electro-
chemical equivalent is shown in equations 4.1 - 4.6. Calculations of N-N scission on rutile
oxides shows that they follow “ideal” scaling, suggesting that the activation barrier for
nitrogen dissociation may be low [286], hence we rst investigate the dissociative mecha-
nism. Figure 4.2 shows the free energy diagram for the dissociative mechanism at standard
temperature and pressure at the equilibrium potential. The dissociation energyiof N
remarkably high* 8.5 eV), indicating that this route is not remotely thermodynamically
feasible on rutile (110). This extreme barrier is not sensitive to the BEEF-vdW exchange-
correlation approximation, and is expected to be prohibitively large even in the presence
of solvent stabilization since each adsorbed N* would need to be stabilize® ey, sig-
ni cantly more than typical solvent stabilization values [287, 288, 143]. Furthermore, this
step is not electrochemically driven, so even the application of large overpotentials will
not enable direct N-N scission. This provides strong evidence against direct dissociation
of the N-N bond on the stoichiometric rutile TiQGurface. The same stabilization would
be required for NH* species, effectively eliminating any pathway involving NH* (e.g. dis-
sociation of NNH). Adsorbed Nispecies are somewhat more stable, and may exist un-
der solvated conditions, opening the possibility of mechanisms involving dissociation of

N,H,- » species, similar to the associative mechanism that will be discussed subsequently.
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Figure 4.2: Free energy diagram for dissociative nitrogen reduction at the equilibrium po-
tential computed from DFT (0.008 V, compared to 0.05 V from experiment). The blue error
bars represent one standard deviation of the BEEF-vdW energy ensemble. Adsorbed states
are labeled, and the full reaction mechanism is listed in equations 4.1 - 4.6.

Na(g)+ ! N, (4.1)

N,+ | 2N (4.2)

ON +2(H*+e)! 2NH (4.3)
ONH +2(H* +e)! 2NH, (4.4)
INH, +2(H* +e )! 2NH, (4.5)
NH, ! NH3(g)+ (4.6)

The associative nitrogen reduction mechanism proceeds via diazgHg) (&hd hy-
drazine (NH,), as shown in equations 4.7 - 4.14. This mechanism has been proposed to
be most relevant for electrochemical nitrogen reduction [107, 57, 289], and the fact that
hydrazine has been observed as a photoreduction product en13@)] suggests that it
may be the relevant photocatalytic nitrogen reduction mechanism. The free energy dia-
gram for the associative mechanism at the equilibrium potential is shown in Figure 4.3a,

while the free energy diagram at the conduction band edge energy for rutile is shown in

62



Figure 4.3b. Under photocatalytic conditions the conduction band edge is the relevant
potential, corresponding to an overpotential of 0.15 V. However, examination of the free
energy diagram reveals a thermodynamic limiting potential of 2.5 V due to the unstable
NNH* adsorbed intermediate, which is consistent with previous work [107]. This barrier
is signi cantly higher than the conduction band potential, making the route improbable
unless the adsorbates are stabilized signi cantlyX eV) by solvent/dipole effects. The
rate-limiting hydrogenation of Nis consistent with studies of electrochemical nitrogen
reduction on metals [57], nitrides [290], and oxides [107] indicating a general trend for

photo- and electrochemical nitrogen reduction.

Nag)+ ! N, (4.7)
N,+H*+e | NNH (4.8)

NNH +H*+e ! HNNH (4.9)
HNNH +H*+e ! HNNH, (4.10)
HNNH,+ H*+e ! H,NNH, (4.11)
H,NNH, + +H*+e | NH,+ NH, (4.12)
NH,+ NH,+ H*+e | 2NH, (4.13)
2NH, ! 2NH3(g)+2 (4.14)

The results indicate a prohibitively high barrier for both dissociative and associative
nitrogen reduction on stoichiometric rutile Ti®110), although the associative pathway
is signi cantly more favorable than the dissociative pathway. These ndings are robust to
the error of the exchange-correlation approximation employed, and the energetic barriers
are signi cantly larger than the typical magnitude of electrochemical interface effects that
have been neglected (solvent, electric eld). This evidence refutes the hypothesis that

rutile (110) is the active site for photocatalytic nitrogen reduction on, Ti@@cessitating
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Figure 4.3: Free energy diagram for associative nitrogen reduction at an overpoténtial (

of zero (a) and at the overpotential due to the conduction band edg@ (15V) (b). The
equilibrium potential ( = 0) is computed to be 0.008 V (0.05 V experimentally). The blue
error bars represent one standard deviation of the BEEF-vdW energy ensemble. Adsorbed
states are labeled, and the full reaction mechanism is listed in equations 4.7 - 4.14.

the development and testing of alternative hypotheses.

4.3 Nitrogen Reduction at Oxygen Vacancies

Surface defects are known to play a key role in many types of heterogeneous catalysis [291],
and oxygen vacancies in particular have been shown to participate in numerous catalytic
reactions on oxides [292] including T3Q115, 116, 77, 80, 85]. Oxygen vacancies are
typically highly reactive, leading to binding energies that are often substantially stronger
than binding at the stoichiometric surface. The unstable natureldfdw stoichiometric

rutile (110) (Figure 4.3) indicates that defect sites may enable nitrogen reduction by en-
hancing the stability of BH and other high-energy intermediates. Bridging oxygen (O-br)
vacancies are known to occur commonly on rutile (110) surfaces [77, 80, 85], and a recent
analysis of nitrogen reduction over titania has shown that the reaction rate is proportional to
the measured number of oxygen defects [59]. Due to these considerations the O-br vacancy
is a natural starting point for evaluating the effect of surface defects, although it is noted
that other intrinsic defects, such as Ti vacancies in the surface or sub-surface may also play

arole [293].
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Figure 4.4: Free energy diagram for associative nitrogen reduction at an O-br vacancy site
at an overpotential () of zero (a) and at the overpotential due to the conduction band edge

( =0:15V) (b). The equilibrium potential (= 0) is computed to be 0.008 V (0.05 V
experimentally). The blue error bars represent one standard deviation of the BEEF-vdW
energy ensemble. Adsorbed states are labeled.

The energetics of the associative nitrogen reduction pathway at the rutile (110) O-br
defect site are shown in Figure 4.4. Comparison to the energetics of the stoichiometric sur-
face (Figure 4.5a) reveals a signi cant stabilization of th&iNhtermediate, corresponding
to a thermodynamic limiting potential of 1.21 V. However, examination of the energy dia-
gram at the conduction band potential of rutile TiBigure 4.4b) indicates that the,N
and NH, intermediates are still too unstable to explain the photocatalytic reduction ob-
served, although it is plausible that the thermodynamic barrier of 1.39 eV (energyef N
at the conduction band edge) may be overcome by stabilization if solvent or dipole effects
for NoH and NH, are considerably larger than typical amounts @i.6 eV [287, 288,

143]. Furthermore, other defects such as sub-surface O or Ti vacancies may increase the
reactivity of the surface, although as defects become less stable they will also become less
prevalent on the surface. This tradeoff between stability and reactivity has been noted pre-
viously for amorphous oxides [294], and suggests that more reactive (unstable) defects will
have a limited impact due to low prevalence. The O-br defect considered here has a for-
mation free energy of 1.54 eV at OV SHE referenced against water, indicating that it will

occur with an relatively low probability on thermodynamically equilibrated surfaces. Mor-
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phological (e.g. particle edges) and kinetic (e.g. trapped bulk defects) effects will increase
the prevalence of vacancies or other defects in real catalysts [99]; these effects are dif cult
to control and characterize, and may be the source of some discrepancies in the nitrogen
photo xation literature [28].

An alternative possibility is a mixed mechanism proceeding through dissociaton of par-
tially hydrogenated species, since the Ndphecies are stable at the O-br vacancy; however,
this would still necessitate the formation of the potential-limiting HNNH* species from the
associative mechanism and would be thermodynamically (though not kinetically) equiva-
lent. Furthermore, we note that the free energy diagram in Figure 4.5b requires two O-br
vacancies, since each N* (or NHs adsorbed at a vacancy. The relatively high metal sub-
stitution energy of O-br vacancies suggests that this is improbable, and the experimental
investigation of Hirakawa et. al. [59] shows a linear dependence on oxygen vacancies,
rather than the quadratic dependence that would be indicative of direct N-N (or HN-NH)
scission by two vacancy sites. This nding strongly refutes the proposed hypothesis that
direct N-N scission by O-br vacancies is the mechanism of photocatalytic nitrogen xa-
tion on TiO,. However, the fact that the O-br vacancy signi cantly stabilizes dHecies,
making NH; binding close to exothermic suggests that it can promote nitrogen reduction

and ammonia formation after the N-N bond has been cleaved.

4.4 Nitrogen Oxidation and Indirect Reduction

The majority of experimental investigations of photocatalytic nitrogen xation on,TiO
catalysts have identi ed reduced products of ammonia or ammonium. However, several
reports have observed nitrates as the main product [66, 67], and examination of the standard
redox potentials and TiOband edges (Figure 1.5) indicates that the band alignment for
nitrogen oxidation to NO is signi cantly more favorable on Tithan the band alignment

for nitrogen reduction. The band alignment provided.25 V overpotential for both the

oxygen reduction half-reaction and the oxidation of nitrogen for NO. Based on this we
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Figure 4.5: Comparison of free energy pathways over stoichiometric (blue) and oxygen-
vacant (black) for the associative (a) and dissociative (b) nitrogen reduction pathways at
the equilibrium potential. All details are consistent with Figs. 4.2a - 5.6a. Error bars are

omitted for clarity.

hypothesize that the scission of the N-N bond on rutile (110) proceeds via the oxidation of
nitrogen to NO, which is subsequently oxidized or reduced depending on the details of the
catalyst and reaction conditions.

The thermodynamics of nitrogen oxidation intermediates on rutile (110) are shown in
Figure 4.6 the energy of the Tiralence band edge. Figure 4.6 reveals that the thermody-
namic limiting potential is 0.72 V (surface oxygen formation is the potential-limiting step),
considerably lower than the case of nitrogen reduction. In addition, the direct adsorption
of N to this reactive surface oxygen is endergonic by 0.15 eV, indicating that adsorption
of N, is challenging on oxygen-rich surfaces. When the signi cant driving force provided
by the photo-excited hole (1.22 V overpotential) is taken into account (Figure 4.6b) the
oxidative path becomes extremely favorable, with all photoelectrochemical steps being ex-
ergonic with the exception of D, dissociation which is very slightly<( 0:1eV) uphill.
However, when kinetic barriers are considered the reaction looks signi cantly less feasible.
Computed barriers to the two oxygen coupling steps are in excess of 2eV, showing highly
unfavorable surface reactions. This result suggests that the key challenge of photochem-
ical nitrogen oxidation is the kinetics of coupling oxygen to theddd NO molecules.

However, solvent effects have been neglected from this analysis. The stablizing effects of
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Figure 4.6: Free energy diagram for nitrogen oxidation to NO at an overpotentalzero

(a) and at the overpotential due to the valence band edgel(22V) (b). The equilibrium
potential ( = 0) is computed to be 1.465 V (1.68 V experimentally). The blue error bars
represent one standard deviation of the BEEF-vdW energy ensemble. Adsorbed states are
labeled.

solvents may lower these kinetic barriers or an alternative pathway may exist that had not
been considered.

The computational results provide strong evidence that nitrogen oxidation is thermody-
namically feasible on the rutile (110) active site, whilg fdduction is thermodynamically
challenging. This is at odds with the experimental observation of reduced products on
TiO, [71, 141, 132, 133, 134, 59]. One possible explanation is that nitrogen is rst ox-
idized to NO and subsequently reduced to ammonia. The conversion of NO fasNH
5 electron process with a redox potential at 0.71 V vs. RHE, well below the band gap of
TiO,[28], and has been reported experimentally [295] and studied theoretically [108]. The
thermodynamic feasibility of this pathway on rutile (110) has been computed and the most
thermodynamically favorable path is shown in Figure 4.7. The mechanism and energetics
are consistent with prior work [108], and indicate that this is indeed thermodynamically
feasible. However, reduction of nitrogen oxides is a complex process that can also form
partially reduced species such asNor N,. In particular, the reaction of NO to JO
and the reaction of MD to N, has been observed under UHV conditions by Yates and col-

leagues [101, 102]. Fully understanding the selectivity of photocatalytic NO reduction on
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Figure 4.7: Free energy diagram for NO reduction tosNitlan overpotential () of zero

(a) and at the overpotential due to the valence band edgé(81V) (b). The equilibrium
potential ( = 0) is computed to be 0.59 V (0.71 V experimentally). The blue error bars
represent one standard deviation of the BEEF-vdW energy ensemble. Adsorbed states are
labeled

TiO, is beyond the scope of this work, but selectivity should be considered in future studies
of NO reduction.

Experimentally, titania photocatalysts have been reported to reduce nitrates under aque-
ous conditions, although selectivity to dinitrogen vs. ammonia varies widely based on
preparation conditions and metal dopants [296, 297, 295, 298, 108, 299]. Contrarily, oxi-
dation of ammonia has also been reported for,Ip@otocatalysts [300, 301, 302], as well
as simultaneous reduction of nitrate and oxidation of ammonium {802]. Furthermore,
the observation of hydrazine as a product fromlif@rogen photo xation is not explained
by this mechanism [134]. These con icting results suggest that other hypotheses should
also be considered. In particular, the formation of hydrazine should be examined more
closely to determine if hydrazine could be formed through recombination qf $fidcies
(consistent with the oxidative pathway) or if it is formed associatively (consistent with the
reductive pathway). Isotopic scrambling experiments [303] and use of photoelectrochemi-

cal applied bias experiments may provide insight into this outstanding question.
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45 Conclusions

The hypothesis that any of the sites on stoichiometric rutile (110) are the active site for ni-
trogen reduction was shown to be false based on the results of BEEF-vdW DFT calculations
for both the associative and dissociative mechanism, although the associative mechanism
was found to be considerably more thermodynamically favorable. The revised hypothesis
that oxygen vacancies are active sites was shown to be more plausible, and a signi cant sta-
bilization of NH, by O-br vacancies was found. Yet, the predicted thermodynamic barriers
are considerably higher than the conduction band edge, and the defects are not predicted
to be thermodynamically stable under operating conditions, leading to the conclusion that
this hypothesis is also improbable. However, the results indicate that N-N bond cleavage
is thermodynamically facile on rutile (110) through an oxidative pathway, particularly with
the strong oxidative driving force provided by photogenerated holes. Based on this nd-
ing, the hypothesis of an oxidized NO* intermediate in nitrogen reduction is introduced
as a possible mechanism for photocatalytic nitrogen xation on rutile (110). This chapter
provides initial molecular-scale insight into the mechanisms that underly photocatalytic ni-
trogen xation on TiQ, by conclusively eliminating several possible explanations for this
important process and identifying a novel hypothesis of indirect reduction through an oxi-

dized intermediate.
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CHAPTER 5
DOPANTS FOR THE PROMOTION OF N , FIXATION ON RUTILE (110)

One of the greatest problems for researchers studying this catalyst is the state of the litera-
ture. The literature on nitrogen photo xation on Ti@& enormously inconsistent in terms
of synthesis methods, and observed products. Various dopants added to ifi(prove its
activity, among them are C [304], N [81], Fe [71], and V [305]. The presence of the rutile
crystal phase and iron dopants were found to be critical for enhancing nitrogen reduction
activity by some authors, while most do not attempt to detect them [71, 141, 132, 133].
These iron dopants have been proposed to promote the formation of rutile domains [71],
and/or enhance separation of charge carriers by acting as an electron sink [133]. While the
exact role is not known, the prevailing hypothesis is that Fe is not part of the active site
based on the observation that excess Fe content reduces catalytic activity [133].

In this Chapter, we examine the role of metal doping in the promotion,okation
on TiO,. Rutile TiO, (110) is chosen as a model surface based on the experimentally
observed correlation between rutile content and reaction rates for photocatalytic nitrogen
xation [71]. Additionally, there is a rich literature on the surface science of rutile (110)
[77, 291, 100, 92], and recent surface-science experiments and DFT calculations indicate
that carbon substitution defects on the rutile (110) surface are active for photocatalytic
nitrogen reduction. From this model surface, slabs containing metal dopants at the surface
formally in the 2+ and 4+ oxidation states are generated for each dopant metal. It should be
noted that these oxidation states may not represent the true oxidation state of each site, but
rather represent the oxidation state the site would take on if all Ti metal atoms retained the
4+ oxidation state. In total, all d-block transition-metals, except Mn (23 total), are screened
for their surface metal substitution energy and activity for nitrogen reduction. The binding

energies of NH and NH, have been identi ed as descriptors for activity in the literature as
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Figure 5.1: An example of the screened 2+ (left) and 4+ (right) slabs. For 2+ sites the sub-
stituent metal has replaced a 6 fold Ti atom (seen in blue) and a bridging oxygen vacancy
has been formed to allow the metal to enter the 2+ oxidation state. For 4+ sites the sub-
stituent metal has replaced a 5 fold Ti atom (seen in blue) resulting in a 4+ formal oxidation

State.

they are typically involved in the rate-limiting steps [107, 281]. Thus, these energies have
been calculated to assess the activity of generated surfaces. Full details of the calculation

methodology are in the Methods section (Sec. 3).

5.1 Trends In Active Site Formation Energies

The stability of substituted metal surface sites is examined with respect to the position of
theird-band center. In Figure 5.2a, the metal substitution energy of the studied active sites
has been plotted against the location of thieand center of the corresponding transition-
metal. The pure metallic form is the reference for the metal substitution energy of each
metal substituted site. Tleeband centers are calculated from the metallic bulk state rather
than the single atom [306]. The plot indicates there is a strong correlation betwedn the
band center and metal substitution energy of the metal substitution QF91 and 0.79 for

4+ and 2+ respectively.) It should be noted that the use of the d-band center as a descriptor
is not meant to imply the anything about the band structure of the studied materials. We the

speculate that the observed correlation is related to-ih@nd model of chemical bonding
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Figure 5.2: (a) The metal substitution energy of 4+ surface sites (blue) and 2+ surface
sites (orange) with respect to their bulk metallic state vs. the methliand center (b)

The metal substitution energy of 4+ surface sites (blue) and bulk substitutions (green) with
respect to their bulk metallic state vs. the metatliband center.d-band centers were
obtained from Ref. 306. Only metals wha$éand center was previously reported in Ref.
306 are included.

[307, 308] summarized in Equation 5.1 below:

z
Eo= E(YE)  (E)GE (5.1)

where Ej4 is the binding energy associated with interaction with dheand,Er is the
Fermi level energy, (E) is thed-band density of states before adsorption, affé) is
the density of states after adsorption. The interaction between adsorbates and the metal
s-states are assumed to be approximately constant for all metals, such that variations in
binding energies are controlled primarily through bonding interactions withdthand.
Interaction with thed-band causes the orbitals of the adsorbate to separate into bonding and
anti-bonding orbitals. As thd-band center approaches the Fermi-level, the anti-bonding
orbitals increasingly I, leading to a weaker bond.

Our system involves a metal atom interacting with an oxide surface rather than an adsor-
bate binding to the metal surface. We hypothesize thad4ibbditals of the integrated metal
atom interact with th@-orbitals of oxygen atoms in the surface similar to the way a metal

surface interacts with adsorbing oxygen atoms. This explanation is consistent with the ob-
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