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1. Introduction

The world’s current linear, fossil-fuel-based value chain and
increasing resource consumption has severe impacts on eco-
systems, human health implications, and resource scarcity.
Overcoming these challenges requires a holistic system
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The transformation towards a circular economy based on sustainable technologies requires future-
oriented materials development, which considers materials recycling with a minimum environmental
impact (El). This demands a holistic approach towards materials design, including a combined assessment
of functional and environmental performance. Scientific methods for environmental assessment, e.g., life
cycle assessment (LCA), are well established but rarely integrated into the chemical process development
at early stages. Consequently, sustainability claims often lack scientific verification. Here, we test the
approach of integrating a screening LCA into the development of a chemical (recycling) process. As a
relevant use case, we selected the recently developed oxygen transport membrane (OTM) material
(Lag.9Cap1)2Nip 75CuUg 250445 (LCNC). An initial LCA identified the consumption of primary metal nitrates as
a major contributor to the El of the primary synthesis. To address this issue, a Pechini-based chemical re-
cycling process for LCNC was developed, which involves microwave-heated dissolution and subsequent
re-gelation. Experimental results demonstrate the synthesis of recycled LCNC powder with primary-like
properties, similar reaction behaviour, and >96% yield. Based on the LCA results, the El of recycling is
reduced by up to 76% compared to the primary synthesis in 12 of 14 impact categories. Measures for the
simultaneous improvement of the process functionality and environmental performance were identified.
The approach of integrating LCA in chemical process development is discussed critically based on the
given use case. The results strongly encourage the integration of LCA as a standard method into the
future development of sustainable chemical processes.

change, including a circular economy based on “renewable”
energies and complete recycling of materials using sustainable
technologies.” " To establish these technologies, researchers
must develop sustainable materials and (chemical) processing
methods.>**'®*® In materials design, integrating sustainabil-
ity criteria into the performance evaluation is thus
imperative,"®'°' but currently only seldomly implemented.
To be future-oriented, sustainability can no longer be an add-
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on to conventional performance evaluation. The awareness of
these requirements among researchers is increasing and con-
cepts are evolving.”*>* Consequently, many novel processes
and materials are claimed as more sustainable, but, as selected
examples demonstrate, often without scientific
verification.**** For instance, wet chemistry processes are con-
sidered advantageous compared to solid state processes due to
the lower processing temperature in a recent study.’® Data
ensued proof for this sustainability statement is lacking, e.g.,
the additional presence of process chemicals and emissions is
briefly mentioned but not further evaluated.** Without a quan-
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titative assessment, an effective, transparent process selection
and improvement for enhanced material sustainability remain
impossible. Even worse, isolated improvement of one aspect
can lead to burden shifting.**?”

To guide the simultaneous improvement of technical and
environmental performance along with other sustainability
aspects during materials development, sustainability criteria
must be integrated taking a holistic approach.'®**3%3% Holistic
material design criteria were proposed by Klemenz et al. for
the example of catalysts for water electrolysis.'® Their approach
unites criteria of sustainability (e.g., ecology, criticality), per-
formance (e.g., efficiency, durability), and economics (e.g,
investment costs) in the material design process. Evaluation of
such criteria during material development requires standar-
dised scientific methods, which are still under
development.'®**** Often based on semi-quantitative and
qualitative data for the foreground system, such as the method
proposed by Patel et al.,** holistic approaches do not allow an
in-depth analysis of the chemical process design. For such pur-
poses, life cycle assessment (LCA) is already established as a
valuable scientific method to evaluate environmental impacts
(EIs).** Based on the standards ISO 14040 ** and ISO 14044,*
LCA provides a quantitative, science-based, and multi-dimen-
sional assessment with a life cycle perspective.”® LCA was
applied successfully to chemical processes*®™° and materials
for new technologies.’®>° Adaptations of chemical processes
are especially effective in early-stage research when the
methods are still flexible compared to established pro-
cedures.”® Researchers thus demand the early integration of
LCA in chemical process design.*®>%>”

In order to determine EIs of emerging technologies or pro-
cesses under development, prospective LCA (p-LCA) should be
performed.>® p-LCAs are future-oriented LCA studies that focus
either on upscaling methods for foreground processes or scen-
ario analyses for background processes (e.g., modelling of the
future electricity mix). In all cases, it is necessary to perform
an LCA first at an early developmental stage (e.g., at the
concept, laboratory, or pilot stage). The review by Thonemann
et al. includes 44 prospective LCA case studies covering the
application fields of nanomaterials (11 studies), chemical pro-
duction (11 studies), energy (7 studies), wastewater treatment
(6 studies), biofuel, biomass, and food production (11 studies)
as well as mobility (2 studies).”® Cossutta et al.*>® united all
three components, i.e., laboratory scale, upscaling, and energy
scenarios, in their comparative LCA of graphene production.
Other LCA studies have examined emerging technologies at a
laboratory scale (without performing an upscaling) and devel-
oped guidelines for screening LCAs.°®®' Thus, early-stage
LCAs have been applied to diverse sectors and sector-specific
guidance has been developed.

In current practice, the environmental assessment of
chemical processes is usually conducted in separate LCA
studies, which can already provide valuable insights.*®*%"°
Unfortunately, LCA is only applied to a minor fraction of
chemical processes, presumably due to insufficient awareness
and resources. As a result, there is a time delay between the
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process development and the EI assessment, which leads to a
need for more scientific information during process improve-
ment. The separation of LCA can cause an information asym-
metry. Data availability and process understanding are signifi-
cant challenges for early-stage LCA studies in chemistry.®* For
instance, many studies lack sufficient consideration of the
process chemicals and emissions. In the study of Agarski
et al.," it remains unclear why NO, process emissions are not
considered for all the product systems with the presence of
nitrate ions. In another study, Lee and Hong>° did not include
upstream activities and process emissions from the decompo-
sition of organic process chemicals in their cradle-to-gate
study. The conduction of a screening LCA during the process
development is expected to guide research towards the simul-
taneous improvement of the environmental and functional
performance.*%>°

The following studies showed how the integration of LCA
allows to include the profound process understanding of the
developing researcher, helps to collect primary data efficiently,
and avoids unsupported claims of environmental benefits.
Samori et al.®® performed a simplified and preliminary LCA for
applying switchable hydrophilicity solvents for a developed re-
cycling process of multilayer plastic packaging. For silicon and
silver recovery from solar cells, Deng et al.** recently demon-
strated the lower EI of a developed processing route compared
to conventional recycling processes reported in literature.
These studies indicate the feasibility and benefits of integrat-
ing LCA in early-stage process development. In the field of
process development for chemical recycling of functional
ceramic oxides, the integration of such an early-stage LCA is
yet to be demonstrated. Consequently, this work is aimed to
test the applicability of a combined experimental process
development and early-stage LCA study in the above-men-
tioned research field.

An interesting use case for such a combined material
design process is oxygen transport membranes (OTMs). OTMs
are a versatile tool for more sustainable chemical and energy
conversion processes.®® This includes the production of hydro-
gen and oxygen, carbon capture and utilization, and cathode
materials for solid oxide fuel cells.®*"®” In membrane reactors,
OTMs can control the oxygen partial pressure of a chemical
reaction.”® In this context, OTMs enhance the process
efficiency of the emerging technology plasma-assisted CO,
splitting and conversion.®®”° For maximum economic and eco-
logical benefit, high material quality and minimum EI are
required for the membrane material.®® Recycling end-of-life
membranes could prevent the membranes from becoming
waste and reduce the EI of the material synthesis.> End-of-life
membranes would be an easily recoverable, high-quality waste
with well-defined composition and valuable components.”"”?
After the chemical failure of membranes (e.g., formation of
carbonates or binary phases),”*”® closed-loop chemical re-
cycling appears favourable to fulfil the high quality and secur-
ity standards.””””°

A promising Ruddlesden-Popper (RP) phase membrane
material  (Lag.9Ca.1)2Nig.75CU0.2504:5 (LCNC) was  recently

This journal is © The Royal Society of Chemistry 2023
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developed by Chen et al.®® LCNC showed a sufficient oxygen
permeation flux of 0.63 mL min™' cm™> at 900 °C for a
0.65 mm thick membrane under both, air/helium and air/CO,
gradient.®® Its chemical stability towards CO, and CO has been
demonstrated.®® LCNC is synthesised by a Pechini-based sol-
gel process from primary metal nitrates with ethylenediamine-
tetraacetic acid (EDTA) and citric acid (CA) as chelation agents.
This enables the formation of the complex metal oxide.
Exploring recycling as an alternative route for the synthesis of
LCNC can contribute to establishing a circular use of OTMs
and is hence hypothesised to reduce their EI.

To the best of the authors’ knowledge, no process for
chemical recycling of complex metal oxides in a closed-loop
has been reported. Previous research on the recycling of metal-
containing compounds mainly focused on the recovery of
selected metal ions®*® for open-loop recycling by
hydrometallurgy,®*®* pyrometallurgy, mechanical, and physi-
cal recycling.®"®* However, practical challenges nowadays arise
due to the complex and undefined composition of scrap and
the high effort for purification.®3%>%% The awareness for a
more holistic consideration of the design of recycling pro-
cesses is rising.’® Elemental separation steps can become
unnecessary if materials are designed for closed-loop circular-
ity with processes for waste recovery and recycling techniques
in place.”" The first processes for chemical recycling of metal-
containing functional materials have been
published®>7”7%%%"%3 with a sole focus on the scientific evalu-
ation of the process functionality. These processes involve reac-
tive transformations or the production of primary-like precur-
sors by the dissolution of the waste material. A sol-gel-based
recycling method was developed by Dixini et al.> for recycling
Zn-Mn-O, battery cathodes. After extraction of metal ions by
leaching, the gelation process was started by adding citric acid
and controlling pH. A mixture of MnO,, Mn;0,, and ZnMn,0,
was synthesised as pseudocapacitor material.>®> A comparable
strategy of leaching and regelation was applied to battery
anode material in a recent study.’® Leaching temperatures of
850 °C, 1100 °C, and 1200 °C were used. Energy-efficient dis-
solution by microwave-heated autoclaves has been demon-
strated for other applications.’>'°° Combining these strategies
shows high potential for developing a chemical recycling
method for LCNC.

In this work, we conducted an early-stage screening LCA
while developing a chemical recycling process for the synthesis
of LCNC. The results highly suggest the integration of LCA in
the early-stage development of sustainable chemical processes
as a future standard.

2. Results and discussion

The methodological approach of integrating LCA into the
chemical process development is shown schematically in
Fig. 1. As a reference baseline, the main contributors to the EI
of the primary synthesis of LCNC (product system (1)) were
identified by an attributional cradle-to-gate LCA at the labora-
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Fig. 1 Schematic approach of integrating early-stage Life Cycle
Assessment (LCA) into chemical process development. Suggested feed-
back loops, which are not elaborated in this work, are shown as dashed
arrows. The relevant sections of this article are indicated in parentheses.
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tory scale (see section 2.1). The EI of the LCNC synthesis was
assessed based on the International Reference Life Cycle Data
System (ILCD) 2011 impact model.'" The LCA model and data
collection are detailed in section 5 (Materials and methods)
and the ESIL.{ The relevant information with respect to the
used life cycle inventory models and data can be found in
Tables S5-S11 (ESI)} and the surrounding explanatory text.
The experimental steps and contributions to the life cycle
inventory of the primary synthesis based on Chen et al.® are
shown in Fig. 2(a). Following the identified main contributors
to the EI, chemical recycling is a promising approach to
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Fig. 2 Schematic process flow for the primary synthesis (a) and re-
cycling (b) of LCNC. Input flows and emissions are included in the life
cycle impact assessment. Life cycle stages out of scope are fading.
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produce high quality LCNC membrane material with improved
environmental performance. A Pechini-based chemical re-
cycling process was developed (see Fig. 2(b)). It involves micro-
wave-heated dissolution in an aqueous solution of CA and
nitric acid, subsequent re-gelation, and further primary-like
processing (for further experimental details, see section 5 and
ESIY).

The results of experimental characterisation verify the func-
tional performance of the chemical recycling process (see
section 2.2). A comparative LCA evaluated the environmental
performance of the developed chemical recycling process
(product system (2)) compared to the reference primary syn-
thesis (1) (see section 2.3). Combining LCA and experimental
results, the performance of the recycling process is discussed
in section 3.1. Based on the given use case results, the
approach of integrating LCA into the chemical process devel-
opment is evaluated critically in section 3.2.

2.1. Reference LCA of primary LCNC synthesis

The relative contributions to the cradle-to-gate EI of the
primary synthesis (1) of LCNC powder at the laboratory-scale
are shown in Fig. 3. The chosen impact categories for environ-
mental assessment focus on the effects of process emissions
and resource consumption, including upstream activities (for
model description see section 5.3 and ESIf). In the following,
the name of the product, e.g., “EDTA”, is used as a short

Primary synthesis of LCNC (1)
Water resource depletion _| 89%
(m3 water eq)

Terrestrial eutrophication _| 79%
(molc N eq)

Photochemical ozone formation _| > o 0
(kg NMVOG s) 32% 51% | 12% M;l
Particulate matter L) 569 299 8% B
(kg PM2.5 eq) 4 % X [e b
Ozone depletion _| 61% 250 6%
(kg CFC-11 eq) ‘ |
Mineral, fossil & ren resource _| % | 48% F\,H
depletion (kg Sb eq)
Marine eutrophication _| o
(kg N eq) 8% | 12% | 78% m
lonizing radiation HH _| o 5%
(kBq U235 eq) ‘ m

Human toxicity, non-cancer _| 79%
effects (CTUh) o% ‘

Human toxicity, cancer effects | 89%
(CTUN)

Freshwater eutrophication _| 97%
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Freshwater ecotoxicity _‘ 85% ‘ 12%
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Acidification _| 68%
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Climate change |59,
(kg CO2 eq)
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w ]
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Fig. 3 Reference LCA results for the primary synthesis of
(Lag.9Cag.1)2Nig 75Cug 250445 (LCNC) visualised as respective relative
impact contributions to each individual impact category from the main
contribution categories (e.g., electricity). For absolute values, see
Table 2 in section 2.3 (H: hydrogen, eq.: equivalent, CTUe: comparative
toxic unit for ecosystems, P: phosphorus, CTUh: comparative toxic unit
for human, HH: human health, U235: uranium 235, N: nitrogen, Sb: anti-
mony, CFC-11: trichlorofluoromethane, PM: particulate matter, NMVOC:
non-methane volatile organic compound).
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expression for the EI associated with the production and pro-
vision of the named product. The main upstream contributors
are clearly identified as consumed electricity and metal
nitrates as reactants for the primary synthesis. The process
emissions, (i.e., synthesis of LCNC) cause a significant share of
the overall EI (up to 79%) in the foreground system. Upstream
activities such as deionised (DI) water, ammonia, and nitric
acid production are negligible, while CA and EDTA have con-
siderable contributions of up to 8%.

Electricity consumption in the foreground system is the
dominant contribution (>50%) in 10 of 14 impact categories.
This high contribution is expectable due to the limited
efficiency of the synthesis at the laboratory scale. When the
processes are designed for scalability, the energy consumption
would be expected to decrease by orders of magnitude in
large-scale production. The modelling of efficient up-scaling
or future energy scenarios was out of the scope of the current
study.

The production and provision of metal nitrates significantly
contribute to all impact categories and would scale directly
proportional with the amount of linearly produced primary
LCNC. The utilised background processes are less specific for
the conducted synthesis than the foreground data but rep-
resent the average industrial production more accurately. The
production of lanthanum oxide causes the main upstream con-
tribution by metal nitrates (between 68% and 100%).

The consumption of the process chemicals CA, EDTA, and
ammonia plays a crucial role despite their comparably low con-
tribution from upstream activities. First, their contribution
scales linearly with the system size. Second, their impact is not
limited to upstream contributions but also entails the pro-
duced process emissions. The amount and type of process
chemicals determine the process emissions, directly contribut-
ing to the EI (see combined thermal analysis in section 2.2.4
and ESI} for details). Due to the up-to-date linear scaling of
emissions with the produced amount of LCNC, they are essen-
tial to consider. While often neglected in literature,””*° the
results clearly show that considering total process emissions is
vital for building a representative LCA model.

At the industrial scale, the contribution from energy con-
sumption can be reduced by upscaling through size scaling,
technological and industrial learning, and circularity. In con-
trast, the high contribution of metal nitrate reactants would
increase with the system size in the potential production of
primary LCNC on an industrial scale. Chemical recycling of
LCNC in a closed-loop hence appears promising to address
this contribution and produce LCNC with a reduced EI.

2.2. Functional performance of the Pechini-based recycling
process

A specifically developed Pechini-based chemical recycling
process (see section 5) was used to produce recycled (i.e., sec-
ondary) LCNC powder from primary LCNC powder by dis-
solution and regelation. Various characterisation techniques
were applied to evaluate the functional performance of the re-
cycling process compared to the primary synthesis. The phase

This journal is © The Royal Society of Chemistry 2023
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composition, sample morphology, elemental composition,
reaction behaviour, and oxygen permeability were assessed by
powder X-ray diffraction (PXRD), scanning electron microscopy
(SEM), energy-dispersive X-ray spectroscopy (EDXS), combined
thermal analysis methods, and oxygen permeation measure-
ments, respectively. A direct comparison of representative
primary and recycled LCNC from the same batch is presented
in the following.

2.2.1. Phase analysis. The results of PXRD measurements
and Rietveld refinements presented in Fig. 4 clearly show that
LCNC is restored with a similar crystal structure after recycling
of primary powder. There is no indication of impurity phases.
The measured patterns of primary and recycled powder show
all characteristic diffraction peaks of the tetragonal K,NiF,-
type structure in space group I4/mmm (COD 96-153-
2374).'°>71% The detailed refinement results can be found in
the ESI Table S2 (see ESIT). All visible diffraction peaks in
Fig. 4(a) and (b) can be assigned to the LCNC RP-type phase.
There is a noticeable higher difference in the peak intensity of
measured and calculated diffraction peaks for the primary
than for the recycled sample. The discrepancy could be caused
by a preferred orientation of the given sample since it is not
visible after recycling of the measured batch.

2.2.2. Powder morphology. The direct comparison of SEM
images of primary and recycled LCNC powders in Fig. 5 reveals
the similarity of their powder morphology. Both powders show
a similar appearance with some abnormally large particles and
a main fraction of strong agglomerations or partially sintered
particles. The solid connections between the particles indicate
that a sintering process already started after the completion of
calcination during the annealing time of 10 h at 1000 °C.
Particle sizes of primary (Fig. 5(b)) and recycled (Fig. 5(d))
powder range from 0.2 pm to 1.1 pm and 0.2 pm to 2.5 um,
respectively. The chosen method does not allow assignment of
the measured differences to any causality.

Instead, the similarity of optical appearance and grain size
does not allow the distinction of the two powder types based
on their morphology. The similarity further indicates the two
sample types’ comparable reaction behaviour and sintering
properties.

+ Recycling observed
— Calculated
— Difference

| Reflections

(a) «  Primary observed (b)
— Calculated

—— Difference
| Reflections

Intensity (a.u.)
Intensity (a.u.)

1l [T NI IR T T T

[ 11N}
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Fig. 4 Comparison of the Rietveld refinements of PXRD data (Mo-Ka,)
for primary LCNC (a) and recycled LCNC (b). The theoretical reflections
are also indicated for reference.
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Fig. 5 SEM images of primary (a and b) and recycled (c and d) LCNC
powder in two different magnifications of 2500x and 10 000x.

2.2.3. Elemental analysis. The elemental composition of
both, primary and recycled LCNC, was found to be in good
agreement with the theoretical composition (see Table 1). The
semi-quantitative elemental analysis was limited to the metal
ions La, Ca, Ni, and Cu (for representative spectra see Fig. S5
in ESIT§). The measured and theoretical concentrations in
Table 1 deviate by 0.6 at% at most. Relative deviations are up
to 6% for elements with lower concentrations (i.e., Ca and Cu)
but limited to 2% for the main elements La and Ni. These
deviations are within the expected errors. They could originate
from (a) the measurement effects of the EDXS method; or (b)
deviations from the ideal metal nitrate composition due to
their hygroscopic nature.

The composition of recycled powder and its primary refer-
ence match within the errors of measurement (given by the
standard deviations). Hence, the developed recycling process
retains the elemental composition and purity.

Recovery rates of >96% were achieved for the Pechini-based
LCNC recycling. The recycling yield was even higher than in
the primary synthesis (~94%). A potential reason is the minor
variation of the metal ion content of the hygroscopic metal
nitrates. During chemical recycling (dissolution and re-gela-
tion), all metal ions are expected to be conserved. The proces-
sing method hence does not cause any inherent loss of metal
ions. Consequently, the processual losses are most likely
caused by residuals on the equipment.

2.2.4. Combined thermal analysis. Combining the results
of thermogravimetry (TG), differential thermal analysis (DTA),
mass spectroscopy (MS), and Fourier-transformed infrared
spectrometry (FTIR) reveals a similar reaction progression for
the reaction of primary and recycled precursor gels into LCNC.
The observed DTA peaks in Fig. 6 can be assigned to the evap-
oration and/or decomposition of free organics (~149-181 °C),
organic-nitrate combustion (~240 °C), calcination (~418 °C),
and phase formation (~600 °C). The peak positions of primary

§Note that a small amount of Si impurities might be present in both samples
but was not further investigated. It might have originated from the sand used for
cleaning the ball milling equipment.
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Table 1 Elemental compositions calculated from EDXS spectra of primary and recycled powder (average value and standard deviation) along with

the theoretical values according to the theoretical composition

Theoretical Primary Deviation to theoretical Recycling Deviation to primary
Element at% metals at% metals % at% metals %
La 60.0 60.4 £ 0.3 +1% 60.6 + 0.2 <1%
Ca 6.7 6.3 +0.1 —6% 6.3 £0.1 <1%
Ni 25.0 24.6 + 0.3 —2% 24.4+0.2 -1%
Cu 8.3 8.7+0.1 +4% 8.8+£0.2 +1%
(a) Primary synthesis (1) (b) Recycling (2)
Evaporation of water and potentially Evaporation of water and potentially
TG /% free/decomposed organics DTA WV TG /% free/decomposed organics DTA v
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Fig. 6 Results of TG-DTA of (a) primary and (b) recycled precursor gels measured from room temperature to 1100 °C. The temperature ranges of

the pre-calcination and calcination process are indicated.

and recycled samples vary by up to 5%, which is within the
expected deviation between measurements. The slight differ-
ence in the composition of the two precursor types might also
cause the variation. Both precursors contain metal ions, CA,
EDTA, ammonia, nitrate ions, and water. They differ in terms
of the source of metal ions, the source of nitrate ions (ie.,
metal nitrates or nitric acid), and the amount of nitrate ions
per batch. However, based on the results, these differences
leave the general reaction progression unaffected. A direct
phase formation of LCNC at around 600 °C is indicated. For
the related compound La,NiO,.s phase purity was obtained by
Efimov et al. '*° after calcination at 950 °C for 2 h. An indirect
phase formation involving different intermediate phases was
observed at up to 800 °C '°°. In the PXRD analysis of the
sample obtained after TG-DTA measurements up to 600 °C
and further annealing at 600 °C for 10 h (see Fig. S7 in ESI{), a
direct emerging of the main diffraction peaks of the RP-type
phase LCNC was observed. However, due to the low tempera-
ture and limited crystallinity, the binary oxides such as NiO
and La,O; might not have started to crystallize. This fact
renders a conclusive judgement impossible whether the phase
formation occurs via a direct or an indirect process.

Process emissions are released in a significant amount, as
shown by the weight change of around —90 wt% during the
thermal analysis. Thus, considering these gaseous emissions
is crucial for a representative LCA. The emissions scale linearly

4740 | Green Chem., 2023, 25, 4735-4749

with the batch size, and their amount differs for the primary and
recycled gels. Due to the necessary addition of nitric acid for dis-
solution (see Fig. S3 in ESI}), recycled gels contain around 40%
more nitrate ions than primary gels. Additional emissions from
the higher nitrate content could be a drawback of the recycling
process due to burden shifting. To identify the main emission
species and build a quantitative emission model, combined
thermal measurements were conducted. The MS and FTIR results
(see Fig. S10-S137) of this combined measurement match well
with the corresponding TG-DTA (see Fig. S8 and S9t) and separ-
ately measured TG-DTA data shown in Fig. 6.

The emission peaks with the highest intensity are detected
at the stages of organic-nitrate combustion (~240 °C) and cal-
cination (~420 °C), which are also the stages with the highest
weight changes. The main peaks can be assigned to NO, NO,,
N,O, NH;, CO,, CO, and H,O emissions. Signals of other
organic fragments (e.g., C,NH;3;, HNCO, CH,) were close to the
detection limits. On the contrary, atmospheric oxygen shows a
negative peak and is hence consumed during the calcination
reaction in addition to the oxygen present in the precursor gel
(e.g., from nitrates). The organic matrix of the gel reacts with
oxygen to form the gaseous emissions. LCNC forms by the
reaction of metal ions and oxygen. To enable the modelling of
the process emissions for LCA, quantitative estimates of the
emission shares were based on literature (see Table S9 in
ESIt).

This journal is © The Royal Society of Chemistry 2023
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2.2.5. Oxygen permeability. The oxygen permeability serves
as a main functional performance indicator for applying LCNC
as OTM. The oxygen permeation flow of a membrane produced
from recycled LCNC (0.59 mL min~" ¢m™?) was in good agree-
ment with the previously reported literature value (0.63 mL
min~' ¢cm™?).%° Both values were obtained at 900 °C under an
air/CO, gradient for a 0.65 mm thick membrane using the
same experimental setup. The deviation is within the expected
measurement error (+5%)."'® XRD confirmed the phase stabi-
lity of LCNC after sintering (see Fig. S14 in ESIT). However, the
average relative leakage throughout the measurement was
82%. This raises doubts about the results’ reliability and the
membranes’ gas tightness. The transport mechanism through
the membrane could be affected by the large surface area of
the material-gas-interface and open porosity. The applied cor-
rection of leakage might thus not be appropriate in such
cases. Hence, further characterisation was applied to compare
the quality of produced membrane discs from primary and
recycled LCNC.

Open porosity was identified as the origin of high leakage
and weak mechanical stability in both the membranes (from
primary and recycled powder). The general requirement of
>95% rel. Archimedes density has been reported for
sufficiently ~gas-tight OTMs.''' The geometrical and
Archimedes density of the recyclate-based membrane are 63%
and 97%, respectively, with respect to the theoretical value of
6.82 ¢ cm>.%% Comparable relative densities of 69% and 90%,
respectively, were obtained for a membrane from primary
LCNC. The high discrepancies between the geometrical and
Archimedes density indicate open porosity. SEM imaging
further confirmed this (see Fig. S15 and S16 in ESIf). The
open porosity and consequently high leakage for the recyclate-
based membrane with 97% relative Archimedes density shows
that the geometrical density should be incorporated as an
additional membrane quality indicator. Suitable sintering con-
ditions must be found to produce high-quality OTMs from
LCNC (see ESIt). Nevertheless, the results overall indicate a
similar quality for primary and recycled powders; thus, indicat-
ing that recycling does not compromise LCNC’s intrinsic
properties.

View Article Online
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2.3. Comparative LCA of Pechini-based LCNC recycling

A comparative LCA was conducted to evaluate the potential
of the chemical recycling process to reduce the EI from the
production of LCNC-based OTM material. Applying the same
modelling approach as the one chosen for the reference LCA
enables a direct comparison of Els of the absolute values for
impact indicators listed in Table 2. A relative comparison of
the EIs of the primary synthesis (1) and recycling (2) of
LCNC powder at the laboratory-scale is shown in Fig. 7. The
EI of recycling (2) is reduced by up to 76% compared to the
primary synthesis (1) in 12 of 14 assessed impact
categories. "

The most significant reductions are calculated in the cat-
egories “marine eutrophication”, “mineral, fossil, and renew-

Life cycle impact comparison

Water resource depletion |
(m3 water eq)
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(molc N eq)

Photochemical ozone formation |
(kg NMVOC eq)
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Mineral, fossil & ren resource |
depletion (kg Sb eq)

Marine eutrophication |
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Human toxicity, non-cancer |
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Fig. 7 Relative comparison of life cycle impacts for the recycling of
LCNC (2) to the value for the primary synthesis (1) per impact category.
No normalisation or weighting was applied.

Table 2 Calculated results of LCIA using ILCD 2011 midpoint indicators'®* for primary synthesis (1) and recycling (2) of LCNC powder

Impact category Unit Primary (1) Recycling (2)
Acidification molc H' eq. 1.1x1072 1.2x1072
Climate change kg CO, eq. 1.3 1.2
Freshwater ecotoxicity CTU, 37.2 33.5
Freshwater eutrophication kg Peq. 1.4%x107° 1.4x107°
Human toxicity, cancer effects CTU, 1.3x1077 1.2 x 1077
Human toxicity, non-cancer effects CTU, 5.0 x 1077 41 %1077
Ionizing radiation human health (HH) kBq U**® eq 2.6 x 107" 1.7x107"
Marine eutrophication kg N eq. 5.5x107° 1.3x107°
Mineral, fossil & renewable resource depletion kg Sb eq. 3.5x107° 1.8x107°
Ozone depletion kg CFC-11 eq. 3.6x107° 2.8x107°
Particulate matter kg PM2.5 eq. 2.9x107* 2.1x107*
Photochemical ozone formation kg NMVOC eq. 2.4%x107° 2.2x107°
Terrestrial eutrophication molc N eq. 3.3x107? 3.7x1072
Water resource depletion m?® water eq. 7.0x107" 6.4x107"

This journal is © The Royal Society of Chemistry 2023
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able resource depletion”, and “ionizing radiation human
health”. A higher EI for recycling (2) was calculated in the cat-
egories “terrestrial eutrophication” and “acidification”. Note
that emissions of La ions to water are currently not
implemented in the utilised ILCD 2011 impact model in Open
LCA. Lanthanum emissions are thus only listed in the LCI (see
Tables S10 and S11 in ESIT) but not considered for the EI.

The relative shares for the different contributions to the EI
of the recycling process are shown in Fig. 8. As expected, the
contributions of metal nitrates disappear in the recycling
process and a negligible upstream contribution of nitric acid
appears in addition. Electricity consumption remains the
main upstream contributor to the recycling of LCNC. The
additional step of microwave-heated dissolution increases the
overall electricity consumption during recycling by only 4%.
The relative contributions of CA and EDTA increase slightly
despite a similar consumption due to the elimination of metal
nitrates in recycling. In contrast, the process emissions (i.e.,
synthesis of LCNC) cause a significant share of the overall EI
(up to 85%), which is higher than in the primary synthesis.

In conclusion, the differences between the two systems can
be mainly ascribed to using metal nitrates for the primary syn-
thesis and higher process emissions during recycling. These
higher emissions are caused by the ~40% higher nitrate
content in the recycled samples. To prevent underestimating
the influence of the higher nitrate content, worst-case assump-
tions were used to build the emission model (see section 5
and ESIf). The increased emissions are weighted out in 12 of
14 impact categories by avoiding the utilisation of primary
metal nitrates.

Recycling of LCNC (2)
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Fig. 8 Overview of the respective relative impact contributions to each
individual impact category from the main contribution categories (e.g.,
electricity) for Pechini-based recycling of LCNC.
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3. Discussion of methods

3.1. Pechini-based recycling process

Combining experimental and LCA results, the developed
Pechini-based recycling process is a promising method to syn-
thesise recycled LCNC powder with primary-like properties
and reduced EI. The equivalence of oxygen permeability is
indicated but needs further verification. The high yield and
retained chemical composition after recycling highlight the
advantages of such a solution-based one-pot approach for
closed-loop chemical recycling. In large-scale production,
recovery rates even closer to 100% are expected. Following the
LCA results, the highest benefits are anticipated by reducing
the consumption of electricity and process chemicals.
Quantitative estimations of the electricity consumption after
upscaling could estimate the actual relevance of electricity
more accurately.’®''® A significant contribution can still be
expected after upscaling. It can be argued that future energy
mix changes towards more “renewable” electricity would
reduce the EI. A scenario analysis could provide further
insights. However, “renewable” energies are generally not free
of EI'"® and energy consumption always remain a cost factor.
Consequently, in this early stage, possible measures should be
taken to enhance the energy efficiency of both processes. A
high potential to reduce the calcination temperature and time
is indicated by the phase formation at 600 °C as determined
by TG-DTA. The partial sintering of LCNC powder observed in
SEM supports this statement. Adjusting the calcination para-
meters could significantly enhance the energy efficiency of the
reaction and simultaneously improve the powder properties.
The energy efficiency could be increased by extending the util-
isation of microwave radiation to other processing steps.'***'”

The process emissions as the second hot spot can be
addressed based on the chemical knowledge of the process.
The synthesis with a reduced amount of CA and EDTA or utilis-
ation of alternative chelation agents from renewable sources
(e.g., waste apple pomace) or different chelation agents with
fewer carbon and nitrogen atoms per molecule could help to
reduce emissions. In addition, the consumption of solvents
(e.g., DI water, nitric acid) should be reduced by re-usage and
recycling methods as far as possible. For instance, consuming
less water for dissolution would also reduce the required
amount of nitric acid and ammonia solution and, ultimately,
process emissions. These measures need to be explored experi-
mentally by targeted parameter studies. For instance, the dis-
solution in alternative acids was not feasible for recycling in
preliminary studies. Possibilities to reduce hazardous emis-
sions by alternative temperature programs could also be
assessed experimentally. The substitution of La in the primary
LCNC synthesis could improve the environmental footprint of
the materials synthesis but is limited by the material perform-
ance and stability.*°

In application, the similarity of constituents, processing,
and reaction behaviour is assumed to allow the mixing of
primary and recycled precursors or compositional adjust-
ments. In the current study, the primary powder was taken as

This journal is © The Royal Society of Chemistry 2023
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the input material for recycling. This needs to be extended to
chemically degraded material and utilised membranes in
future studies to develop the recycling process further and
ensure its applicability for closed-loop membrane recycling.
Chemical degradation due to phase segregation and ageing
during the membrane utilisation is expected to retain the
metal ion composition since they are not volatile. An introduc-
tion of a significant amount of persistent impurity atoms is
not anticipated. Therefore, the dissolution of chemically
degraded membrane material is expected to produce a very
similar processable precursor.

3.2. Approach of integrating LCA into chemical process
development

Based on the presented use case of chemical recycling of the
OTM material LCNC, a discussion of the advantages and draw-
backs of the combined LCA approach is presented in the fol-
lowing. The combined approach makes the results of experi-
mental characterisation and LCA merge synergistically. As dis-
cussed in the following, some limitations of separate LCA
studies can be overcome by this approach, while other limit-
ations remain. A few identified “success factors” for the
smooth integration of LCA into chemical process development
are presented within this section as well.

Conventional chemical process development focuses on the
process functionality and lacks a quantitative environmental
assessment. Separate LCA studies provide this quantitative
environmental perspective but are usually conducted indepen-
dently from process development and with time delay. Hence,
the process understanding can be insufficient but would be
needed (e.g.: for the modelling of process emissions). For the
presented use case, the experimental characterisation results
demonstrate the successful recycling of LCNC and deepen the
chemical understanding. Complementary, the LCA results
approve a reduced EI from recycling compared to the primary
synthesis, point out hot spots, and foster a more comprehen-
sive system perspective. In this manner, the interrelations of
the chemical reaction, process chemicals, emissions, and EIs
can be explored. The LCA guides the researcher towards the
next steps of process improvement. This can result in a direct
feedback loop, as indicated in Fig. 1. Experimental results and
chemical process understanding can verify the feasibility of
potential measures to reduce the EI. For example, the experi-
mental characterisation confirms the potential to reduce the
electricity consumption suggested by the LCA by adjusting the
calcination parameters. The feasibility of other measures (e.g.,
utilisation of microwave heating, reducing the solvent con-
sumption), might only be recognised with sophisticated
chemical knowledge.

A significant share of material research is designated to
developing more sustainable technologies. However, actual
improvements can only be verified with a quantitative assess-
ment method and subsequent feasibility studies using the
knowledge on the chemical process and EI. LCA is a well-estab-
lished assessment method, but a conventional LCA lacks an
absolute measure of the environmental performance, e.g., with

This journal is © The Royal Society of Chemistry 2023
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regard to planetary boundaries,''® as well as economic and
social factors of sustainability. The chosen methodology
always involves a trade-off between accuracy and feasibility,
thus, limiting the informative value of the LCA results. For
instance, the given results do not indicate if any environmental
benefit is created from the production of LCNC as OTM
material. Integration of LCA is by no means an exhaustive
measure for a holistic material design and equally integrable
methods must be further developed. Compared to proposed
holistic assessment methods,*"*> LCA is a more quantitative
approach that can provide an in-depth understanding of the
environmental performance.’”>® Prospective LCA (p-LCA)
studies have begun manifesting in chemical research, but
p-LCA is not yet a standard method applied during chemical
process development. Consequently, a high potential for
efficient reduction of EIs in the early stages remains
unexploited. Early-stage LCA studies conducted by external
parties or collaborators are difficult to be performed regularly.
Reasons are many processes, insufficient available infor-
mation, and deficient process understanding. If performed,
separate LCA studies are associated with time delay, additional
effort, and can be accompanied by an information asymmetry.
With the integration of LCA in the chemical process develop-
ment, the collection of primary data and building of the LCA
model can be performed in parallel with the experiments. The
evolving knowledge, e.g., about process emissions, is used
directly for a sustainable process development and subsequent
industrial scale up. Once developed, the LCA model could be
integrated into the assessment of the overall technology, used
for monitoring and predicting improvements, or transferred to
other systems.

The changing requirements for material performance
demand a systematic consideration of environmental perform-
ance in the material design.'®'®>"** Despite the accessibility
of primary data in laboratory experiments, building accurate
LCA models and applying advanced LCA methodology can
cause very high efforts. It is thus crucial to make consistent
modelling choices that match the defined LCA goal and scope
at such an early stage. For instance, this study chose a stan-
dard LCA methodology and neglected equipment but required
an individual model for the process emissions. Furthermore,
extensive sensitivity and uncertainty analysis were out-of-
scope. Harmonised guidelines for the integration of LCA into
chemistry and materials science should be developed to facili-
tate this process.>**%>¢

Based on the presented use case, we conclude that inte-
gration of LCA in the chemical process development can be a
fast track for the development of more sustainable and func-
tional (circular) processing methods and materials in the field
of chemical recycling of functional ceramic oxides.

4. Conclusions

A Pechini-based recycling process was developed to synthesise
recycled LCNC with >96% yield and primary-like properties as
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confirmed by PXRD, SEM, EDXS, combined thermal analysis,
and oxygen permeation measurements. The concept of dis-
solution and re-processing could be applied to other func-
tional ceramic oxides synthesised by gelation-based processes.
Such a recycling route holds high potential for establishing
the required materials recycling for green technology appli-
cations. In such cases, infrastructure for material recovery is
more straightforward to establish than for end-consumer
deposits. Chemical recycling offers the benefit of high simi-
larity to primary material and less dependence on the waste
material’s varying quality and chemical composition compared
to mechanical recycling.

The direct integration of LCA into the process development
enables a consistent comparison of the primary synthesis and
recycling methods in terms of their EIs. Compared to the
primary synthesis, the developed recycling process produces
LCNC powder with reduced EI by up to 76% in 12 of 14 impact
categories. Processual adjustments to improve environmental
performance can be most easily implemented in the early
research stage. Integration of LCA thus saves resources by a
direct collection of primary data, avoids time delays for
environmental improvement, and provides profound proces-
sual knowledge to prevent information gaps. For instance, the
results highlight the importance of direct process emissions,
which are often neglected in separate LCA studies.

In the context of sustainability and circular economy, the
combined approach of simultaneous development of more
sustainable synthesis alternatives, material characterisation,
and environmental impact evaluation has been proven valu-
able. Therefore, we recommend that LCA is integrated into
chemical process development as an inherent part to effec-
tively guide research towards more sustainable materials.

5. Materials and methods

5.1. Pechini-based synthesis and recycling of LCNC powder

A previously reported Pechini-based synthesis process using
CA and EDTA as complexing agents *° was the basis for the
developed chemical recycling process. It was used to syn-
thesise LCNC powder from primary resources as reference
material and input for recycling. The batch size was 10 g of
total metal ions to produce primary powder for recycling and
5 g for LCA data collection.

After gelation (pH =9, 110 °C, 90-120 min) and pre-calcina-
tion (120 °C, 10 h and 350 °C, 5 h), an additional ball milling
step (Fritsch Pulverisette 7) of the precursor (300 rpm for
10 min) was conducted. This produced a homogenous precur-
sor powder with increased surface area. Black LCNC powder
was obtained as the product after calcination at 1000 °C for
10 h (see ESIf for further experimental details).

A closed-loop chemical recycling process was developed,
which is based on the primary synthesis process. To obtain a
functional precursor for further Pechini-based processing,
6.01 g primary LCNC powder (5 g total metal ions) was dis-
solved in an aqueous solution of 200 mL DI water, CA, and

4744 | Green Chem., 2023, 25, 4735-4749

View Article Online

Green Chemistry

13 mL nitric acid using a microwave autoclave (MILESTONE
SynthWAVE MA167). The molar ratio of CA to total metal ions
M was identical to the primary synthesis (CA: M = 2:1). The
dissolution agents were chosen due to their similarity with the
constituents of the primary precursor. Highly acidic pH values
<0.3 are required to obtain a homogeneous solution (see
Fig. S3 and S4 in ESIt). The dissolution was conducted at
110 °C for 15 min after 5 min heating time.

The precursor solution was concentrated under magnetic
stirring in an oil bath at 110 °C for around 120 min. The gela-
tion process was started, similar to the primary synthesis, with
the addition of EDTA solution (pH = 9, EDTA: M = 1.5:1). All
further processing steps were conducted identically to the syn-
thesis of primary LCNC.

5.2. Materials characterisation

To evaluate the functionality of the Pechini-based recycling
process, primary and recycled LCNC powders were compared.
The phase composition, morphology, elemental composition,
reaction progression, and oxygen permeability were assessed
using various characterisation techniques. The recycled (i.e.,
secondary) powder was directly compared to the respective
primary batch from which it was produced.

Powder X-ray diffraction (PXRD) was conducted in trans-
mission mode using a STOE STADI MP with Mo-Ka, radiation
(4 = 0.709317(4) A). The phase composition and crystal struc-
ture of the products were assessed by Rietveld refinements
using FullProf.2k'*® and pseudo-Voigt functions to describe
the profile of the diffraction peaks.

The sample morphology was observed by scanning electron
microscopy (SEM) (PHILIPS XL30) at magnifications of 2500x
and 10000x. The elemental composition and potential
element loss after recycling were probed by energy-dispersive
X-ray spectroscopy (EDXS) using PHILIPS XL30 equipped with
an EDAX CDU Leap detector and Genesis Spectrum
Software.'*® The average composition of three different spots
was calculated for each sample.

Thermal analysis of the reaction was conducted by thermo-
gravimetric differential thermal analysis (TG-DTA) in purified
air (Netzsch STA 409). The primary and recycled precursor gels
were measured from room temperature to 1100 °C or 600 °C,
respectively, with a heating and cooling rate of 3 K min™". The
formation of LCNC was confirmed by subsequent PXRD.

To build the emission model for LCA, combined TG-DTA
(Netzsch STA 449C Jupiter), mass spectrometry (MS) (Netzsch
QMS 403C Aeolos), and Fourier-transformed infrared spec-
troscopy (FTIR) (Bruker Optics Tensor 27) measurements were
carried out from room temperature to 800 °C with a heating
and cooling rate of 3 K min™".

The material quality of recyclate-based LCNC membranes
was assessed by comparing the oxygen permeability of a sin-
tered membrane to the previously reported value for primary
LCNC membranes. To enable comparison, the recyclate-based
membrane was produced with a sintering procedure inspired
by Chen et al. and measured using identical conditions under
an air/CO, gradient at 900 °C.*° The membrane leakage was

This journal is © The Royal Society of Chemistry 2023
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corrected as reported previously.'>" To complement the picture
of membrane quality, primary and recyclate-based membranes
were analysed by SEM (see ESIt). The density of the as-sintered
discs was measured geometrically and by Archimedes method
after vacuuming the samples.

5.3. Life cycle assessment (LCA) methodology

The goal of the integrated LCA study was identifying hot spot
contributions to the EI of the primary synthesis of LCNC and
enable an early-stage, quantitative comparison with the
environmental performance of the developed recycling pro-
cesses. Furthermore, the study aimed at identifying levers for
reducing the EI of both processes, primary synthesis, and re-
cycling. The described use case tested the direct integration of
LCA into the early-stage chemical process development.

Two product systems of LCNC membrane material, pro-
duced by the Pechini-based primary synthesis (1) and the
developed chemical recycling process (2), were compared. The
final function for both product systems is an OTM with an
oxygen permeation flux of 0.63 mL min~' em™> at 900 °C for
24 h for a 0.65 mm thick membrane under an air/CO, gradient
in a measurement set-up.?’ Since the scope of the environ-
mental impact analysis is cradle-to-gate and the membrane
production not considered, the declared unit within this study
is the production of 1 g LCNC powder. The results of the func-
tional characterisation in Chapter 2.2 indicate the equivalence
of performance for the primary and recycled membrane
material.

An attributional cradle-to-gate assessment was conducted
by taking the cut-off approach. The whole supply chain for
reactants, process chemicals, and energy is included. This
means that all upstream emissions and resource uses, e.g.,
from energy requirements to generate reactants such as metal
nitrates, are included in the assessment of the primary syn-
thesis. In the case of recycling, secondary raw material is con-
sidered “burden-free”, but all upstream contributions to
process chemicals and energy are included.

The EI was assessed at the midpoint level based on the
ILCD 2011 impact model*®* focusing on EI from process emis-
sions and resource consumption. The study aimed for a first
assessment (screening LCA) of the EI to provide an early-stage
indication if further development of the recycling process is
promising. Therefore, uncertainty and sensitivity analysis were
out-of-scope.

The LCA model framework and data structure are shown in
Fig. 9. The similarity of the two chemical processes facilitates
choosing a comparable LCA methodology with similar system
boundaries. Due to the expected similarity and limited knowl-
edge about further life cycle stages, only the synthesis process
and upstream activities were considered. Due to the mono-
functionality of both processes, no allocation method was
needed. Assuming functional equivalence of primary (1) and
recycled (2) LCNC (based on the presented results), all flows
were scaled to a reference flow of 1 g LCNC powder produced
in a 5 g metal ion batch. The conducted LCA study focused on
chemical process design for material synthesis on the labora-
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Fig. 9 LCA model of LCNC primary synthesis and recycling using fore-
ground and background data. The modelling approach and data struc-
ture for the considered flows in the foreground and background system
can be seen in Tables S5-S8 (ESI).T Manufacturing, use, and end-of-life
stage were out of scope. Process emissions were calculated by a
specific emission model (see Fig. S21 and Table S9, and surrounding
explanatory text in ESIt).

tory-scale. This included reactants, process chemicals, electri-
city consumption, and process emissions. Infrastructure, con-
sumables waste, and equipment were neglected, which limits
the representativeness for production on an industrial scale.

The life cycle inventory (LCI) was obtained from three sets
of primary data for each synthesis process and available or
modified background processes from the ecoinvent 3.8 data-
base'*” (see Tables S7 and S8 in ESIt). For the similar steps of
pre-calcination and calcination, collected data points were
averaged for all data sets of both systems to avoid distortion.

The following further assumptions were made in order to
construct the LCA model. Average market processes for
Germany or Europe were selected as supplier when available
for the highest representativeness. The production of
ammonia solution, nickel nitrate, copper nitrate, and lantha-
num nitrate were modelled based on existing processes with
similar production pathways (see ESIT).

A specific emission model was developed based on com-
bined thermal analysis and literature (see Fig. S19 and
Table S9 in ESI}). It was assumed that all organic emissions
are emitted as gases to air and all metal ion losses are emitted
to water. A nominal composition was considered for all chemi-
cals. The theoretical reaction equation for a complete combus-
tion served as the basis to estimate the quantity of emissions.
Relevant emission species were identified by combined
TG-MS-FTIR analysis and added into the equation in variable
amounts. The atomic and mass balance must be fulfilled to
solve the model equation. Unrestricted exchange of oxygen was
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allowed. The amount of starting materials was known from the
life cycle inventory. The quantitative shares for each emission
species were based on available literature, assuming sufficient
transferability (see Table S9t). Direct evaporation was assumed
for water and ammonia. Carbon and remaining nitrogen were
assumed to react with oxygen to form CO,, NO,, and N,O. The
emission model consistently treats both product systems. A
worst case of a reaction without the formation of N, was
assumed to prevent an underestimation of the impact from re-
cycling due to higher nitrate content.

Modelling of the two systems and impact assessment was
conducted using openLCA."** The results are only valid for the
chosen LCA model, batch size, and equipment. For further
details on the LCA methodology and experiments, readers may
kindly refer to the ESL}
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