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Abstract

Material synthesis is one of the most important aspect in human kinds endeavor to discover
and create new materials for energy applications. One strategy to tailor materials with desired
functions  in  a  rational  way  is  by  knowing  how  functions  relate  to  structure,  synthetic
variables, arrangement of atoms and molecules, and how functions evolve during synthesis. In
order to accelerate materials synthesis, discovery, and optimization by 10 times it is the right
time now to integrate computational tools, synthesis and characterization. One particular gap
realizing  this  concept  is  to  understand  when  and  how  phases  form  in  real  time  during
synthesis  which  is  challenging  to  asses  by  existing  theoretical  frameworks.  In  addition,
transient or metastable phases with positive free energy above the lowest-free energy ground
state  can  be  revealed  by such real  time  (in  situ)  measurements.  Metastable  materials  are
ubiquitous  in  condensed  matter  and  can  show  superior  properties  compared  to  their
equilibrium  form.  This  essay  discusses  the  value  of  emerging  multimodal  in  situ
characterizations exemplified on hybrid halide perovskites. Finally, it is discussed how the
implementation of in situ measurements can advance the materials science synthesis field as
well as their role to enable close-loop feedback control and autonomous synthesis.  
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Introduction

Successful  synthesis  of  functional  materials  is  a  major  engine  of  the  technological

advancement  of society.  This relation is  expressed in the fact  that  historians have named

whole  periods  of  time  according  to  the  predominant  material  that  was  used  to  advance

humankind  e.g.  bronze  or  silicon  age.  The  discovery  of  novel  materials  however,  has

historically been based on serendipitous approaches including trial and error experimentation

which are costly and time-intensive.[1] Materials by design approaches that tightly integrate

computation, synthesis, and characterization are a new paradigm that is gradually developing

to  rationally  design  innovative  functional  materials  by  predicting  and  controlling  the

placement  of atoms into larger  macroscopic assemblies  with desired properties.[2]–[4] Close

integration of machine learning on the fly during synthesis to allow for autonomous screening

of combinatorial parameter spaces and real time control can change the way we are used to do

material synthesis. Realizing this paradigm would not only speed up new materials discovery,

shorten the development and optimization time of deploying new materials  in commercial

products by 10 times,[5] but also make better use of research resources. Towards this goal,

further developments spanning new computational tools, materials databases, and synthesis

and  characterization  techniques,  need  to  converge.  One  approach  to  rationally  synthesize

materials, is to leverage in depth understanding of how complex materials assemble, how their

properties  evolve over  time,  and how this affects  the overall  physiochemical  macroscopic

properties.  In  this  regard,  the  mission  innovation  report  recently  identified  the  lack  of

structure-property relationships as one significant gap towards accelerated materials discovery

using data-driven approaches.[6]

Much of today’s experiments are conducted by measuring single properties one by one  ex

situ, mostly near equilibrium.  Ex situ measurements (referred to as “black box” synthesis)

describe materials or device characterization post fabrication and do for example not allow for

insights into crystallization pathways, chemical transformations, as well as the evolution or

reciprocal  correlation  of  functional  properties  that  are  happening  dynamically  over  time

during synthesis and device operation (Figure 1). Some experiments are conducted as break-

off experiments where the synthesis is interrupted at different points during the reaction to

conduct ex situ measurements and to capture snapshots of the reaction. More recently, in situ

measurements are performed in real time as the material is synthesized i.e. measurements are
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conducted  during  synthesis  and  one  can  monitor  the  possibly  intricate  interplay  between

thermodynamic and kinetically driven formation pathways. As an example, in situ diffraction

measurements  during  synthesis  that  span  several  processing  steps  can  reveal  metastable

crystalline phases that form as intermediates and then disappear at the end of the reaction.[7]–[9] 

With  the  beginning  of  modern  science  there  has  been  a  relationship  between  scientific

discovery and innovative tools. Fast data collection was enabled by detector developments

with  integration  times  on  the  order  of  ~ms  and  increasing  X-ray  fluxes  available  at

synchrotron facilities.[10] These developments allow now to follow growth kinetics, structural

transformations,  and  transient  changes  in  soft  materials  and  thin  films.  Driven  by  the

hypothesis that unveiling reaction pathways and establishing correlations between functional

properties will provide new insights into synthesis but requires transformative experimental

tools.[11] These new tools are defined by their ability to enable finer observation (including

dynamic processes and heterogeneous systems) as well  as manipulation on multiple  time,

length, and energy scales. In this regard, one next stepping stone towards materials by design,

discovery of new materials, and real time adaptive control during synthesis are multimodal in

situ platforms.  Such  platforms  enable  monitoring  of  materials  formation,  chemical

transformations, as well as evolution and interrelation of functional properties by correlative

in  situ measurements.  In  a  next  step,  this  knowledge  can  be  used  to  deliberately  tailor

structure and physicochemical properties. On the device level, when performance parameters

are monitored simultaneously with material properties such as structure,[12] spin state,[13] and

elemental stoichiometry[14] one typically refers to operando measurements. 
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Figure  1. In  a  black  box  synthesis,  correlations  between  properties  get  lost  during  the

chemical  transformation  of  reagents  (precursors)  to  final  products.  Ex  situ break-off

characterization can provide snapshots at certain times during precursor transformation.

In this  Essay,  the focus will  be on physicochemical  evolution of properties  that occur on

different time and length scales during chemical and structural transformations which can take

place during material synthesis and device operation. The term multimodal is used to describe

the simultaneous data collection from complementary techniques, also referred to as multi-

probe and correlative characterizations.  While these measurements are applicable to many

research domains including soft matter, polymers, organic and inorganic semiconductors,[15]–

[18] halide perovskites are chosen as a model system to delineate advances in synthesis science

and establishing relationships by coupling functional properties.  

Metal halide perovskites with formula ABX3 and the most studied prototype material being

methylammonium  lead  iodide  (CH3NH3PbI3,  in  short,  MAPbI)  are  typically  grown  by

chemical solution synthesis followed by post-annealing.[19][20] Most approaches either use a

one-step or two-step synthesis, where in the former case all elements are mixed together in

one pot while in the latter case a PbI2 film (step 1) is reacted with organic cations and halides

(step 2), respectively.  Modifications to synthetic  routes involve dropping of an orthogonal

solvent (antisolvent) during synthesis[21][22] and post-fabrication surface passivation treatments.
[23] Most of these synthetic approaches are accompanied by fast precursor transformation or

surface reconstruction happening on the ~sub-seconds to few minutes time scales. In general,

fast reactions require short acquisition times. Being able to capture these transformations for

example via in situ X-ray diffraction (XRD) necessitates the use of high brilliance synchrotron

light  sources  for reasonable  signal  to  noise.  Many  in  situ XRD measurements  have been

performed recently to provide mechanistic insights in synthesis and degradation processes of

halide  perovskites.[24]–[30] Beyond  synchrotron-assisted  characterization,  light,  including

monochromatic or certain parts of the spectrum, has been successfully used to probe optical

properties such as absorption and photoluminescence (PL) during synthesis.[31]–[35] To this end,

in situ measurements have proven powerful in revealing crystallization pathways, unveiling

metastable phases, formation kinetics, and to determine the time window between co-presence

of precursor residues with perovskite phase and its decomposition. However, single probe in

situ measurements do not allow for drawing relationships between for example crystal phase-
[4]



optical properties or crystal phase-morphology as it can be done by more complex  in situ

multimodal studies where multiple probe beams are used simultaneously (Figure 2). While it

is not the intention to provide a full review on multimodal in situ studies the goal is rather to

provide an overview of the depth of scientific insights that can be gained from these correlated

measurements. In this regard, this Essay describes several recent works mostly focusing on

the synthesis aspect including one example that directly connects synthesis optimization with

device  output,  followed  by  a  brief  summary  of  a  few  multimodal  and  operando device

degradation studies. At the end, a short discussion on future needs, prospects of multimodal in

situ characterizations, and the perspective of the author is given. 

Figure 2. Use of multiple probe beams during synthesis via solution deposition. Evolution of

in situ a) optical microscope images, b) 2D diffraction, and c) PL signal over time. c) Adapted

with permission.[36] Copyright, 2020, Wiley VCH. 

1. In situ multimodal studies during chemical solution synthesis

In a  study by Song et  al.  the physicochemical  evolution  of MAPbI with the Pb-salt  as a

variable was revealed by combined  in situ XRD, optical imaging, and PL measurements.[36]

The  multimodal  nature  of  the  experiment  allowed  to  correlate  structure-morphology  and

structure-PL  emission.  Depending  on  the  Pb-salt,  different  formation  kinetics  and

crystallization pathways can be observed. Use of Pb halide precursors lead to kinetically-

driven formation  of  crystalline  precursor  phases  (MA)2(DMF)2Pb3I8
[36] and  (MA)2PbI3Cl[29]

when PbI2 and  PbCl2 were deployed,  respectively.  Presence  of  the  latter  precursor  phase

together with MACl leads to a slow precursor conversion to MAPbI and explains the need for

longer heat treatments. In contrast, PbAc2 (Ac = CH3COO-) promotes direct halide perovskite
[5]



formation  from  the  colloidal  perovskite  precursor.[36] Correlating  in  situ diffraction  and

microscope imaging, it was found that the precursor phase (MA)2(DMF)2Pb3I8 forms during

spin coating at room temperature and its microstructure patterns final film morphology. The

needle-like  microstructure  stemming  from  the  fast  formation  of  (MA)2(DMF)2Pb3I8 is

undesirable  for  photovoltaic  (PV)  applications.  Identifying  this  structure-morphology

relationship provides guidance how to suppress it by interfering in the crystallization pathway.

One  way  to  do  so  is  the  use  of  an  antisolvent  which  will  prevent  formation  of

(MA)2(DMF)2Pb3I8 by inducing the direct formation of MAPbI with homogeneous pinhole

free  microstructure,  provided  that  the  timing  of  the  antisolvent  dropping  is  optimized. [32]

Lastly,  in  situ PL  measurements  during  post  annealing  of  MAPbI  films  were  related  to

diffraction  measurements.[36] This  correlation  revealed  that  PL  measurements  are  very

sensitive  to  subtle  changes  appearing  during  chemical  precursor  transformation  including

nucleation, growth and coalescence of MAPbI crystals as well as its decomposition if over

annealed.  Correlating  structure  with  PL emission  allows  to  reduce  the  need  for  precious

synchrotron beamtime and consequently paves the way for the use of PL as  in situ process

control. 

The majority of synthetic routes to form halide perovskites involves a post-thermal annealing

treatment in order to remove excess solvent and enhance grain growth. To reduce processing

cost,  and  limit  interface  reaction  during  device  fabrication,  it  is  desirable  to  use  room

temperature (i.e. no heating) crystallization processes. One possibility to obtain high quality

MAPbI films with micron-sized grains and long carrier lifetimes is via additive engineering at

room temperature  which  was  demonstrated  to  result  in  solar  cells  with  reduced  current-

voltage hysteresis.[37] Specifically, methylammonium thiocyanate (MASCN) and excess PbI2

were successfully employed.[37] To understand the effect of additive-assisted perovskite thin

film  formation  Abdelsamie  et  al.  combined  in  situ grazing  incidence  wide-angle  X-ray

scattering  (GIWAXS)  and  PL  during  spin  coating  and  subsequent  N2-drying  at  room

temperature.[38] This study confirmed that MASCN is responsible for the formation of larger

aggregates in the precursor solution, it promotes crystallization of perovskite phase, and it

leads  to  a  lower  nucleation  density  with  larger  nuclei  size.  Further  it  was  shown  that

nucleation and growth of the perovskite phase is determined by the kinetics and stability of

the intermediate phases. Presence of MASCN helps to destabilize the intermediate phases and
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thus increases the yield of perovskite phase. These mechanistic findings will benefit further

additive engineered process developments. 

Figure 3. (a)  Multimodal  in  situ analytical  cell  that  is  attached  to  a  synchrotron  source.

Reproduced with permission.[39] Copyright 2019, IUCr Journals. (b) Combined PL and 2D

GIWAXS data (lower part) capturing the event of the antisolvent dropping, before, during,

and afterwards.[40]

The recent work by Pratap et al.,[39][40] made use of an advanced analytical cell (Figure 3a)

attached to the Advanced Light Source to conduct multimodal measurements. Similar to the

study by Abdelsamie et al.,[38] in situ XRD was combined with PL measurements (Figure 3b).

The use of a novel analytical cell however, allowed to collect both simultaneously during spin

coating and subsequent heating. Interestingly, immediately upon dropping of the antisolvent,

the diffuse halos transform into low intensity but distinct diffraction rings corresponding to

cubic  MAPbI  phase.  Only  one  second  later,  diffraction  rings  corresponding  to  the

orthorhombic  solvent  complex  ((MA)2Pb3I8.2DMSO)  appear.  Although  MAPbI  phase  is

weakly visible in diffraction, complementary PL shows very intense emission signal and a red

shift  upon antisolvent  dropping.  This  PL signature  can  be interpreted  as  initial  stages  of

quantum  confined  MAPbI  nucleation  (high  PL  emission  energy),  increase  in  nucleation

density, growth, and coalescence.[32][41] 

Suchan et al. investigated the effect of Cl-derived MAPbI(Cl) during thin film processing and

revealed formation kinetics as well as evolution of optoelectronic properties combining in situ
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optical  UV/Vis  reflectance  and  calibrated  PL  (Figure  4)  together  with  ex  situ break-off

diffraction, X-ray fluorescence, and time resolved PL.[42] An advantage of these optical in situ

measurements  is  the  possibility  to  directly  implement  the  optical  probes  in  the  glovebox

meaning in the real fabrication environment (Figure 4a). The collection of in situ PL and ex

situ XRD led to the postulation of the existence of MAPbI3-xClx nuclei at the beginning of the

growth process which is accompanied by strong PL emission at 1.7 eV. Initial nucleation is

followed by a delay time before MAPbI3-xClx films form. From the combination of PL and

UV/Vis  measurements,  the  PL  quantum  yield  (PLQY)  during  drying  and  annealing  was

calculated. The PLQY can be directly related to the open-circuit voltage (Voc), an important

PV figure of merit. It was found that it reaches a maximum of 1.2 V after 38 min of annealing

before it drops monotonically. This example illustrates how  in situ optical characterization

can be applied for process monitoring and engineering to determine an optimized combination

of annealing time(s), duration, and atmosphere. 

Similarly,  Buchhorn  et  al.  built  a  multimodal  setup  to  follow  PL and  absorption  during

solution processing of organic semiconductors including the spin coating and heating steps.[33]

Again, absorption and PL data were used to extract the process-step dependent PLQY. In this

study a substantial redshift of the PL emission happening before the aggregation process was

found and explained by a conjugation length increase of the disordered chains. Following this

observation, the important aspect of chain planarization before the aggregation process was

highlighted. It is emphasized that the latter two studies solely make use of optical probes and

demonstrate  the  great  potential  to  provide  novel  insights  on  fundamental  film formation

processes without the need of synchrotron facilities.  
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Figure 4. a) Schematic illustrating optical characterization during synthesis performed in the

glovebox. b) In situ PL Yield and reflection data as a function of processing step. Reproduced

with permission.[42] Copyright 2020, Royal Society of Chemistry. 

Going  one  step  further,  Alsari  et  al.  performed  a  multimodal  study to  establish  a  direct

relationship between structure evolution during synthesis and PV device performance.[43] The

authors  combine  simultaneous  synchrotron  XRD  with  operando current-voltage

measurements while perovskite films (MAPbI and mixed cation and mixed halide perovskite

compositions)  are  grown  on  interdigitated  back  contact  structures.  It  was  found  that

semiconducting properties evidenced by high Voc set in at the very early stages of perovskite

formation from the solution precursor. In addition, the maximum Voc‘s were found before the

full  precursor  conversion  to  perovskite  phase and was explained  by a self-passivation  of

defects in the presence of amorphous precursor material. In contrast, the short-circuit current

(Jsc) develops a maximum when the precursor is fully converted to perovskite phase such that

there is an uninterrupted path for charge carriers to reach the contacts. Both, in situ structural

and optical  information  obtained  at  different  reaction  temperatures  can  be  used  to  assess

formation kinetics of materials under study (e.g. Ref. [42][43]). 
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2. Multimodal operando studies during device characterization

Multimodal  studies  are  highly  relevant  to  provide  mechanistic  insights  during  halide

perovskite device degradation. The understanding of failure mechanisms in halide perovskite

devices  presents  one  of  the  current  bottlenecks  towards  long-term  stability  and

commercialization.  As  a  side  note,  degradation/decomposition  can  to  some  extend  be

regarded as the opposite of synthesis/formation and thus, several of the above mentioned and

recently  established experimental  capabilities  can be applied  to  tackle  this  challenge.  For

example, Schelhas et al. were interested in how the tetragonal-to-cubic phase transition, which

likely  occurs  in  MAPbI  solar  cells  under  operating  conditions  (~54  °C[44]),  affect  device

function.[12] Combining temperature-dependent XRD with device performance measurements

a decoupling of long-range crystalline order from device parameters was found. This indicates

that optoelectronic properties are mostly governed by the local structure which continues to be

characterized  by uncorrelated  and dynamic  rotations  of  the  PbI6 octahedra.  In  a  different

multimodal study, Schelhas et al. provide insights into operational stability of mixed cation

perovskites in order to correlate phase segregation as well as loss of crystallinity with device

performance.[45] The major findings suggest that stability at ~50% relative humidity is related

to device architecture, chemical composition of the active perovskite layer and importantly,

the processing temperature of the perovskite layer to ensure ideal cation mixing. A gradual

transformation of the photoactive perovskite 𝛼-phase to the non-perovskite hexagonal 𝛼-phase

was correlated to a drop in PV performance and particularly the Jsc, due to the wide bandgap

of the 𝛼-phase. 
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(a)

(b)

Figure 5. a) Schematic illustration of the  in situ cell  allowing for simultaneous XRD and

device measurements. b) Correlation of XRD data (top) with device parameters (FF = fill

factor, PCE = power conversion efficiency) measured over time at 65% relative humidity and

25 °C. Modified with permission. [46]. Copyright 2017, American Chemical Society. 

Using  in  situ XRD  and  ellipsometry,  Leguy  et  al.  were  able  to  measure  the  reversible

hydration of MAPbI films, single crystals, and full devices.[47]  Upon exposure to water vapor,

colorless monohydrate  MAPbI·H2O forms which has a bandgap of 3.1 eV and leads  to a

>90% reduction in Jsc as well as a ~20% loss in Voc. By keeping the device in dry N2 for

several hours this process is reversible and device losses fully recover. 

As a last example in this section to demonstrate how multimodal operando measurements can

inform  device  degradation  mechanisms,  Chen  et  al.  performed  in  situ XRD  and  X-ray

absorption  spectroscopy  while  measuring  perovskite  device  performance.[46] Figure  5a

illustrates the setup, and Figure 5b the correlation between the evolution of XRD patterns and
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PV parameters. The authors distinguished three different degradation stages. In the first stage,

the power conversion efficiency (PEC) gradually dropped by > 25% although no significant

change in the diffraction signal was observed. In the second stage, PbI2 was observed as a

decomposition product of MAPbI mostly affecting Jsc (and Voc). After 23 h, in stage three, the

PCE suddenly dropped to ~2% accompanied by major losses in fill factor (FF) and J sc. In situ

diffraction showed appearance of PbIOH phase which possibly triggered significant device

deterioration.  In  addition,  formation  of  PbIOH  was  only  found  in  devices  where  spiro-

MeOTAD was present but not if PTAA or P3HT were used as hole selective layers. 

3. Perspective and Outlook 

Understanding synthesis, tailoring material properties for certain functions, discovery of new

materials, and ultimately, autonomous synthesis with adaptive control, would greatly benefit

from the development of advanced correlative tools that allow to follow synthetic reactions in

real  time.  As  exemplified  above,  in  situ multimodal  measurements  can  help  to  establish

composition-structure-property-performance relationships, follow their trajectory from initial

to final state, and simultaneously reveal metastable phases. Such results from in situ studies

can add value when integrated into computationally driven efforts predicting synthesis to test

and further develop theoretical frameworks. 

Bringing together synthesis and characterization to happen at the same time at the same place

provides opportunities to advance our knowledge of underlying physicochemical processes.

An important challenge to consider for experimental design at a synchrotron is the building of

deposition  and  synthesis  capabilities  that  are  comparable  to  state-of-the-art  lab  tools  or

commercial tools. The synthesis environment for example can play a significant role on the

experimental outcome. Solution synthesis is often conducted in dedicated gloveboxes or fume

hoods  with  controlled  environments  which  need  to  be  mimicked  in  customized  setups

operated at beamlines to collect meaningful data. 

Although the high spatiotemporal resolution characterization at synchrotron sources allows

for real-time insights over multiple time and length scales it is enabled by high X-ray fluxes

(number of photons per second per unit area) which can damage the structure under study and

thus,  need  to  be  considered  in  the  experimental  design  steps.  Clearly,  there  are  unique

advantages of synchrotron-based characterization[10][48] but such large-scale facilities are not
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readily available on a day-to-day basis for most researchers. In the context of this Essay with

emphasis on multimodal characterization of synthesis and device behavior, one strategy can

be for example the correlation of synchrotron-based diffraction with optical measurements

such as PL or UV/Vis. The latter can be conducted in the lab and the information from these

correlations can be used in follow-up studies by the broader community. Alternatively, in situ

optical  measurements  can  be  combined  with  ex  situ break-off  diffraction  measurements

conducted  on  lab  instruments  as  nicely  demonstrated  in  Ref.  [42].  Optical,  lab-based

measurements  provide  the  opportunity  to  be  conducted  during  synthesis  in  the  typical

fabrication environment such as a glovebox.[32][42] Ideally, these in situ optical measurements

conducted  in  controlled  environment  can  be  cross-checked  with  the  same  measurements

performed at the beamline. 

An imperative requirement for  in situ and  operando studies is  the awareness of potential

probe-induced modifications. Probe beam exposure can lead to a significant accumulation of

energy onto a comparably small spot on the sample which can interfere with the processes

under study. The extend of interference depends on the beam energy, flux, and exposure time.

X-ray beam damage for example is often accompanied by a decrease in scattering intensity[49]

while  exposure  to  visible  light  can  result  in  reversible  and irreversible  changes  due to  a

complex interplay between excitation energy and duration, ion migration, and sample damage

from local thermal effects.[31][50] Careful experimental design and cross checks are needed for

each individual system under study.

Certainly, in situ multimodal capabilities are powerful but represent (only) one piece towards

materials by design, autonomous synthesis with adaptive control, and discovery of metastable

materials. As necessary next steps, synthesis, characterization, and computation, have to be

closely connected by an interface that translates data into the respective algorithm-conform

data format. Similarly, the output of the algorithm has to be translated to be readable by a

particular instrument in order to create a closed feedback loop to explore synthesis variables

and functions  thereof  (i.e.  experimental  outcomes).  The tuples  of  synthesis  variables  and

experimental outcomes can be fed into a Gaussian process regression (GPR) algorithm for

example to build a surrogate model with associated uncertainties. Both are then used to find

optimal  new synthesis  variables in order to explore the space efficiently or to focus on a

specified target, such as a desired material characteristic.[51]–[53] GPR is a Bayesian technique

that learns a prior probability density function over functions. The training can be based solely
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on  data  (physics-agnostic)  or  can  take  advantage  of  many  kinds  of  physics  and  general

domain  knowledge  on  the  particular  synthesis  to  inform  the  next  experiments. Another

approach that had been recently shown to be successful in controlling materials self-assembly

is  evolutionary  reinforcement  learning  which  was  used  to  training  neural  networks.[54]

Realizing the opportunities along the way towards materials by design, several studies were

recently published in the field of halide perovskites combining high throughput synthesis and

machine-learning  (ML)-assisted  data  analysis  to  identify  novel  functional  materials.[55]–[58]

Moving to the next level in accelerating synthesis and fully exploiting the advancements of

automated and autonomous synthesis it can be advantageous to implement in situ diagnostics

in ML-assisted high throughput experiments that will allow for real-time monitoring and data-

driven  stirring  of  the  experiment.  The  advancement  of  characterization  techniques  and

computational frameworks together with implementation of automated workflows can change

the way we are doing synthesis at the moment. Such a paradigm shift can accelerate synthesis

science and open new research directions.

Acknowledgements

This  manuscript  was  prepared  with  support  from  the  Laboratory  Directed  Research  and

Development  (LDRD)  program  of  Lawrence  Berkeley  National  Laboratory  under  U.S.

Department of Energy contract number DE-AC02-05CH11231 (C.M.S.-F.). In addition, the

Molecular Foundry supported by the Department of Energy, Office of Science, Office of Basic

Energy Sciences, Scientific User Facilities Division of the U.S. Department of Energy under

contract  no.  DE-AC02-05CH11231  is  acknowledged.  Feedback  and  discussions  with  Dr.

Francesca  M.  Toma and Dr.  Marcus  M.  Noack regarding this  Essay  are  very  thankfully

acknowledged.

Conflict of Interest

The authors declare no conflict of interest.

[14]



Received: ((will be filled in by the editorial staff))

Revised: ((will be filled in by the editorial staff))

Published online: ((will be filled in by the editorial staff))

REFERENCES
[1] J.P. Correa-Baena, K. Hippalgaonkar, J. van Duren, S. Jaffer, V.R. Chandrasekhar, V. 
Stevanovic, C. Wadia, S. Guha, T. Buonassisi, Joule 2018, 2, 1410.

[2] J. Yeo, G.S. Jung, F.J. Martín-Martínez, S. Ling, G.X. Gu, Z. Qin, M.J. Buehler, Phys. Scr. 
2018, 93, 053003.

[3] K. Alberi, M.B. Nardelli, A. Zakutayev, L. Mitas, S. Curtarolo, A. Jain, M. Fornari, N. 
Marzari, I. Takeuchi, M.L. Green, M. Kanatzidis, M.F. Toney, S. Butenko, B. Meredig, S. Lany, U. 
Kattner, A. Davydov, E.S. Toberer, V. Stevanovic, A. Walsh, N.-G. Park, A. Aspuru-Guzik, D.P. 
Tabor, J. Nelson, J. Murphy, A. Setlur, J. Gregoire, H. Li, R. Xiao, A. Ludwig, L.W. Martin, A.M. 
Rappe, S.-H. Wei, J. Perkins, J. Phys. Appl. Phys. 2018, 52, 013001.

[4] J. Noh, J. Kim, H.S. Stein, B. Sanchez-Lengeling, J.M. Gregoire, A. Aspuru-Guzik, Y. Jung, 
Matter 2019, 1, 1370.

[5] D.P. Tabor, L.M. Roch, S.K. Saikin, C. Kreisbeck, D. Sheberla, J.H. Montoya, S. 
Dwaraknath, M. Aykol, C. Ortiz, H. Tribukait, C. Amador-Bedolla, C.J. Brabec, B. Maruyama, K.A. 
Persson, A. Aspuru-Guzik, Nat. Rev. Mater. 2018, 3, 5.

[6] A. Aspuru-Guzik, K. Persson, et al., 2018.

[7] D.P. Shoemaker, Y.-J. Hu, D.Y. Chung, G.J. Halder, P.J. Chupas, L. Soderholm, J.F. Mitchell,
M.G. Kanatzidis, Proc. Natl. Acad. Sci. 2014, 111, 10922.

[8] B.-R. Chen, W. Sun, D.A. Kitchaev, J.S. Mangum, V. Thampy, L.M. Garten, D.S. Ginley, 
B.P. Gorman, K.H. Stone, G. Ceder, M.F. Toney, L.T. Schelhas, Nat. Commun. 2018, 9, 2553.

[9] W. Sun, S.T. Dacek, S.P. Ong, G. Hautier, A. Jain, W.D. Richards, A.C. Gamst, K.A. Persson,
G. Ceder, Sci. Adv. 2016, 2, e1600225.

[10] A. Hexemer, P. Müller-Buschbaum, IUCrJ 2015, 2, 106.

[11] A. Belkacem, C. Friend, Y. Zhu, Basic Research Needs for Transformative Experimental 
Tools, Washington, DC, Department of Energy 2016.

[12] L.T. Schelhas, J.A. Christians, J.J. Berry, M.F. Toney, C.J. Tassone, J.M. Luther, K.H. Stone, 
ACS Energy Lett. 2016, 1, 1007.

[13] T. Watanabe, T. Yamanari, K. Marumoto, Commun. Mater. 2020, 1, 1.

[14] M. Stuckelberger, T. Nietzold, G.N. Hall, B. West, J. Werner, B. Niesen, C. Ballif, V. Rose, 
D.P. Fenning, M.I. Bertoni, IEEE J. Photovolt. 2017, 7, 590.

[15] A. Belianinov, A.V. Ievlev, M. Lorenz, N. Borodinov, B. Doughty, S.V. Kalinin, F.M. 
Fernández, O.S. Ovchinnikova, ACS Nano 2018, 12, 11798.

[16] N.S. Güldal, T. Kassar, M. Berlinghof, T. Ameri, A. Osvet, R. Pacios, G.L. Destri, T. Unruh, 
C.J. Brabec, J. Mater. Chem. C 2016, 4, 2178.

[17] T.L. Burnett, P.J. Withers, Nat. Mater. 2019, 18, 1041.

[15]



[18] A.I. Gómez-Varela, D.R. Stamov, A. Miranda, R. Alves, C. Barata-Antunes, D. Dambournet, 
D.G. Drubin, S. Paiva, P.A.A. De Beule, Sci. Rep. 2020, 10, 1122.

[19] W.A. Dunlap-Shohl, Y. Zhou, N.P. Padture, D.B. Mitzi, Chem. Rev. 2019, 119, 3193.

[20] A. Dubey, N. Adhikari, S. Mabrouk, F. Wu, K. Chen, S. Yang, Q. Qiao, J. Mater. Chem. A 
2018, 6, 2406.

[21] S. Yang, S. Chen, E. Mosconi, Y. Fang, X. Xiao, C. Wang, Y. Zhou, Z. Yu, J. Zhao, Y. Gao, 
F.D. Angelis, J. Huang, Science 2019, 365, 473.

[22] N.J. Jeon, J.H. Noh, Y.C. Kim, W.S. Yang, S. Ryu, S.I. Seok, Nat. Mater. 2014, 13, 897.

[23] W.-Q. Wu, P.N. Rudd, Z. Ni, C.H. Van Brackle, H. Wei, Q. Wang, B.R. Ecker, Y. Gao, J. 
Huang, J. Am. Chem. Soc. 2020, 142, 3989.

[24] L.E. Mundt, L.T. Schelhas, Adv. Energy Mater. 2020, 10, 1903074.

[25] H.X. Dang, K. Wang, M. Ghasemi, M.-C. Tang, M. De Bastiani, E. Aydin, E. Dauzon, D. 
Barrit, J. Peng, D.-M. Smilgies, S. De Wolf, A. Amassian, Joule 2019, 3, 1746.

[26] T. Miyadera, Y. Shibata, T. Koganezawa, T.N. Murakami, T. Sugita, N. Tanigaki, M. 
Chikamatsu, Nano Lett. 2015, 15, 5630.

[27] D.T. Moore, H. Sai, K.W. Tan, D.-M. Smilgies, W. Zhang, H.J. Snaith, U. Wiesner, L.A. 
Estroff, J. Am. Chem. Soc. 2015, 137, 2350.

[28] K. Bruening, C.J. Tassone, J. Mater. Chem. A 2018, 6, 18865.

[29] K.H. Stone, A. Gold-Parker, V.L. Pool, E.L. Unger, A.R. Bowring, M.D. McGehee, M.F. 
Toney, C.J. Tassone, Nat. Commun. 2018, 9, 3458.

[30] Q. Hu, L. Zhao, J. Wu, K. Gao, D. Luo, Y. Jiang, Z. Zhang, C. Zhu, E. Schaible, A. Hexemer, 
C. Wang, Y. Liu, W. Zhang, M. Grätzel, F. Liu, T.P. Russell, R. Zhu, Q. Gong, Nat. Commun. 2017, 
8, 15688.

[31] F. Babbe, C.M. Sutter‐Fella, Adv. Energy Mater. 2020, 10, 1903587.

[32] T.-B. Song, Z. Yuan, F. Babbe, D.P. Nenon, E. Aydin, S. De Wolf, C.M. Sutter-Fella, ACS 
Appl. Energy Mater. 2020, 3, 2386.

[33] M. Buchhorn, S. Wedler, F. Panzer, J. Phys. Chem. A 2018, 122, 9115.

[34] J.J. van Franeker, K.H. Hendriks, B.J. Bruijnaers, M.W.G.M. Verhoeven, M.M. Wienk, R.A.J.
Janssen, Adv. Energy Mater. 2017, 7, 1601822.

[35] M. Do, I. Kim, M.A. Kolaczkowski, J. Kang, G.A. Kamat, Z. Yuan, N.S. Barchi, L.-W. 
Wang, Y. Liu, M.J. Jurow, C.M. Sutter-Fella, Nanoscale 2019, 11, 17262.

[36] T.-B. Song, Z. Yuan, M. Mori, F. Motiwala, G. Segev, E. Masquelier, C.V. Stan, J.L. Slack, 
N. Tamura, C.M. Sutter‐Fella, Adv. Funct. Mater. 2020, 30, 1908337.

[37] Q. Han, Y. Bai, J. Liu, K. Du, T. Li, D. Ji, Y. Zhou, C. Cao, D. Shin, J. Ding, A.D. Franklin, 
J.T. Glass, J. Hu, M.J. Therien, J. Liu, D.B. Mitzi, Energy Environ. Sci. 2017, 10, 2365.

[38] M. Abdelsamie, et al., 2020.

[39] S. Pratap, N. Tamura, C. Stan, Z. Yuan, H. Goudey, A. MacDowell, T.-B. Song, N. Barchi, P. 

[16]



Müller-Buschbaum, C. Sutter-Fella, J. Slack, IUCr, Acta Crystallogr. Sect. Found. Adv. 2019, 75.

[40] S. Pratap, et al., 2021.

[41] E.S. Parrott, J.B. Patel, A.-A. Haghighirad, H.J. Snaith, M.B. Johnston, L.M. Herz, Nanoscale 
2019, 11, 14276.

[42] K. Suchan, J. Just, P. Becker, E.L. Unger, T. Unold, J. Mater. Chem. A 2020, 8, 10439.

[43] M. Alsari, O. Bikondoa, J. Bishop, M. Abdi-Jalebi, L.Y. Ozer, M. Hampton, P. Thompson, 
M.T. Hörantner, S. Mahesh, C. Greenland, J.E. Macdonald, G. Palmisano, H.J. Snaith, D.G. Lidzey, 
S.D. Stranks, R.H. Friend, S. Lilliu, Energy Environ. Sci. 2018, 11, 383.

[44] Y. Kawamura, H. Mashiyama, K. Hasebe, J. Phys. Soc. Jpn. 2002, 71, 1694.

[45] L.T. Schelhas, Z. Li, J.A. Christians, A. Goyal, P. Kairys, S.P. Harvey, D.H. Kim, K.H. Stone,
J.M. Luther, K. Zhu, V. Stevanovic, J.J. Berry, Energy Environ. Sci. 2019, 12, 1341.

[46] B.-A. Chen, J.-T. Lin, N.-T. Suen, C.-W. Tsao, T.-C. Chu, Y.-Y. Hsu, T.-S. Chan, Y.-T. Chan,
J.-S. Yang, C.-W. Chiu, H.M. Chen, ACS Energy Lett. 2017, 2, 342.

[47] A.M.A. Leguy, Y. Hu, M. Campoy-Quiles, M.I. Alonso, O.J. Weber, P. Azarhoosh, M. van 
Schilfgaarde, M.T. Weller, T. Bein, J. Nelson, P. Docampo, P.R.F. Barnes, Chem. Mater. 2015, 27, 
3397.

[48] Y. Zhou, H. Zhou, J. Deng, W. Cha, Z. Cai, Matter 2020, 2, 360.

[49] S.M. Polvino, C.E. Murray, Ö. Kalenci, I.C. Noyan, B. Lai, Z. Cai, Appl. Phys. Lett. 2008, 92,
224105.

[50] X.(𝛼𝛼) Wang, Z.H.(𝛼𝛼𝛼) Shen, J.(𝛼𝛼) Lu, X.W.(𝛼𝛼𝛼) Ni, J. Appl. Phys. 2010, 108, 033103.

[51] M.M. Noack, K.G. Yager, M. Fukuto, G.S. Doerk, R. Li, J.A. Sethian, Sci. Rep. 2019, 9, 1.

[52] M.M. Noack, G.S. Doerk, R. Li, J.K. Streit, R.A. Vaia, K.G. Yager, M. Fukuto, 
ArXiv200602489 Phys. Stat 2020.

[53] M.M. Noack, G.S. Doerk, R. Li, M. Fukuto, K.G. Yager, Sci. Rep. 2020, 10, 1325.

[54] S. Whitelam, I. Tamblyn, Phys. Rev. E 2020, 101, 052604.

[55] S. Sun, N.T.P. Hartono, Z.D. Ren, F. Oviedo, A.M. Buscemi, M. Layurova, D.X. Chen, T. 
Ogunfunmi, J. Thapa, S. Ramasamy, C. Settens, B.L. DeCost, A.G. Kusne, Z. Liu, S.I.P. Tian, I.M. 
Peters, J.-P. Correa-Baena, T. Buonassisi, Joule 2019, 3, 1437.

[56] S. Chen, Y. Hou, H. Chen, X. Tang, S. Langner, N. Li, T. Stubhan, I. Levchuk, E. Gu, A. 
Osvet, C.J. Brabec, Adv. Energy Mater. 2018, 8, 1701543.

[57] Z. Li, M.A. Najeeb, L. Alves, A.Z. Sherman, V. Shekar, P. Cruz Parrilla, I.M. Pendleton, W. 
Wang, P.W. Nega, M. Zeller, J. Schrier, A.J. Norquist, E.M. Chan, Chem. Mater. 2020, 32, 5650.

[58] K. Higgins, S.M. Valleti, M. Ziatdinov, S.V. Kalinin, M. Ahmadi, ACS Energy Lett. 2020, 
3426.

[17]


	10-year Anniversary edition
	The Value of Watching How Materials Grow: A Multimodal Case Study on Halide Perovskites



